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Abstract—The paper discusses the theory of quantum effectsin incipient and low-temperature ferroel ectrics and
its application to the description of some phenomena observed in SrTiO;, KTaO,, and solid solutions based on
these compounds. Two approaches are considered, namely, the Barrett theory in the framework of the single-ion
(one-sublattice) Devonshire-Slater model and the Rechester and Khmel” nitskii—Shneerson theories developed in
terms of a soft ferroelectric (polar TO) mode dressed by its anharmonic interaction with zero-point and thermal
lattice vibrations. Consideration is given to the specific features of an isoel ectronic-impurity-induced ferroel ectric
phasetransition inincipient ferroel ectrics, the theory of an isotopic-impurity-induced ferroel ectric phase transition
inincipient ferroelectrics, the theory of theisotopic Curie-temperature shift in low-temperature ferroel ectrics, and
the electric-field effect on the dielectric properties of incipient and low-temperature ferroelectrics. © 2001 MAIK

“ Nauka/Interperiodica” .

1. INTRODUCTION

Displacive ferroelectrics contain a group of incipi-
ent and low-temperature ferroel ectrics which possess a
number of specific properties at low temperatures. The
best known of them are compounds of the perovskite
family, such as strontium titanate SrTiO;, potassium
tantalate KTaO;, and calcium titanate (perovskite)
CaTiO; [1]. One should also class titanium dioxide
(rutile) TiO, [2] and lead telluride PbTe with the incip-
ient ferroelectrics [3-5]. Depending on its composition
(the concentration of tin vacancies), tin telluride SnTe
can be either an incipient [6] or alow-temperature fer-
roelectric with a phase-transition temperature depen-
dent on vacancy concentration [7-11].

Considerabl e attention has been focused recently on
the study of the properties of SITiO;, KTaO; and
CaTiO,, as well as of solid solutions based on these
compounds. Of particular interest in this respect is
strontium titanate, which is used to obtain promising
materials for the development of microelectronics, in
particular, of dynamic-memory cells[12]. The anoma:
lous low-temperature dielectric (nearly ferroelectric)
properties of strontium titanate appear to offer consid-
erable application potential [13-15]. Under normal
conditions, SrTiO; is an incipient ferroelectric. Stron-
tium titanate exhibits anomalous diel ectric properties at
low temperatures [16], but it remains a paraelectric
down to 0 K [16, 17] due to both quantum effects [18,
19] and the tetragonal distortion of the cubic structure
below the antiferrodistortive (AFD) structural phase

transition at 105 K [20]. To stress the significance of
the quantum effects (zero-point atomic oscillations) in
the parael ectric-phase stabilization at 0 K, Muller and
Burkard [17] introduced the term “quantum paraelec-
tric” for SITiO,.

Interest in the low-temperature properties of stron-
tium titanate is also stimulated by the observation of
structural, dielectric, and ultrasonic anomalies at T =
T 03040 K [26-31] and T, 065 K [21, 32]. Partic-
ular interest was generated by the suggestion of the
existence of a new phase in SrTiO; below 37 K [27].
While more than one conjecture has been put forward
on the nature of the Mller state [29-31, 33-35], this
problem still remains unclear. There are grounds to
maintain that Miller's hypothesis [30] that a coherent
quantum state similar to superfluidity in liquid helium
occursin SrTiO; below 37 K finds neither experimental
nor theoretical confirmation and to maintain that the
observed effects are of adynamic character [31].

The dielectric properties of SITiO; are similar to
those of the paraelectric phase of real perovskite-struc-
ture ferroelectrics (BaTiO;, PoTiO;, KNbO,) in that
thereisasoft polar transverse optical (TO) modewhose
frequency wx tends to zero with decreasing temperature

1At T, = 105 K, strontium titanate undergoes a second-order struc-
tural phase transition from the cubic phase with Oﬁ (Pm3m) sym-

metry to the tetragonal (nonpolar) phase with Dﬁ (14/mem) sym-
metry, which is accompanied by primitive-cell doubling and is
associated with the condensation of a soft mode with I ;5 symme-
try at the R point of the Brillouin zone (BZ) boundary [21-25].
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Temperature dependences of the squared frequencies of the
soft FE (polar TO) mode in KTaO3 [43] and SrTiO5 [20]:

(1) WF(T), Fy, mode in KTaOg; (2) wf (T), Ag, mode in

SITiO; (3) @ 4(T), E,modein STiOg; and (4) w7(T), Fy
mode in SrTiO3.

[20, 36-43] and in that one observes an anomalous
growth of thelow-frequency permittivity € for T— 0K
[16, 17, 32, 44-52]. The potassium tantalate KTaOs;,
which retains cubic symmetry down to 0 K, exhibits
similar but not so strongly pronounced dielectric prop-
erties. This compound also features a soft ferroelectric
(FE) mode whose frequency tendsto zero with decreas-
ing temperature [43, 53-56] and exhibits an anomalous
growth of € with T — 0K [48, 57-61].

The calcium titanate CaTiO; is a noncubic crystal
below 1580 K [62], and its permittivity exhibits a
behavior typical of incipient ferroelectrics at low tem-
peratures [63-65].

Experimental data on €(T) and wx(T) obtained for
SITiO; and KTaO, show that both compounds are char-
acterized by atemperature T, above which g(T) follows
the Curie-Weisslaw B + C/(T — T,) and that the squared
soft-mode frequency scales linearly with temperature as
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AT - TQ' For SITiO;, T; = 100 K and Ty = 40 K
[20, 50]. The data on &(T) obtained for KTaO; yield
T,=30K and Ty, =4 + 2 K [58], and the data on wx(T)
[43] suggest similar values of T; and T,. The tempera-

ture dependences w?(T) for SrTiO; and KTaO; [20, 43]
are shown graphically in the figure.

Asthetemperature drops below T,, adeviation from
the Curie-Weiss|aw is observed, namely, the growth of

€(T) and falloff of oofz(T) dow down. As a result, the
soft FE mode remains stable down to 0 K and €(T)
reaches values of €, = 41900 and €. = 9380 in SITiO,
[49] and € = 3800 in KTaO; [60], while varying only
dlightly in the immediate vicinity of 0 K [16, 17].

A characterigtic feature of displacive ferroelectrics

is the anomal ous behavior of the single-phonon contri-
glsgi on to the permittivity [66—68], which can bewritten

A
g(T) = & +——, ()
w(T)
where €, is the sum of the electronic contribution (g,,)
and of the contributions due to the other (high-fre-

guency) polar TO modesand A; isthe oscillator strength
of the soft polar TO mode. Equation (1) relates not only
&(T) with w?(T) but also £(X) with w(X) , where X isa
variable characterizing the state of the system acted
upon by a static perturbation, which can be external

pressure, uniform electric field, the concentration of
impurity atoms (including isotopes), etc.

Theory suggests that in the situation considered
here, one can neglect the dependence of the other quan-
tities (., A}) on T and X [68] (for more details, see Sec-
tion 2). Most available experimental data support this
suggestion.

The effect of variousfactors on the low-temperature
dielectric properties of SITiO; and KTaO3; has been
dealt with in many papers. The influence of the electric
field on the properties of SrTiO; was studied in [32, 45,
46, 51, 52]. Study of the effect of hydrostatic pressure
on the properties of SITiO; and KTaO; [48, 59, 60]
reveal ed that the permittivity decreases under pressure.
Atthe sametime, it wasfound [49, 61, 69] that uniaxial
pressure can induce an FE phase transition in these
compounds. Many papers have reported on the investi-
gation of the effect of isoelectronic impurities on the
properties of SrTiO; and KTaO,; they showed that even
very low (but finite) concentrations of impurity atoms

PHYSICS OF THE SOLID STATE \Vol. 43

2\ianaet al. [50] showed that parameterization of the g(T) relation
made using the Curie-Weiss law for the temperature region above
T, > 100K yields the above value of Ty, while parametrization per-
formed at temperatures 50 < T < 100 K leadsto Ty = 20 K.

3 The thermodynamic approach based on the free energy formu-
lates the theory in terms of force constants corresponding to the
limiting TO modes (see Section 2).
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are capable of transforming a solid solution into alow-
temperature ferroel ectric [70-85].

The influence of isotopic oxygen substitution,
160 — 180, on the dielectric properties of SITiO; was

also studied [86-88]. It was found that for 8O concen-
trations above 37%, strontium titanate becomes a low-
temperature ferroelectric and that when 80 is substl-
tuted completely for 160, the Curie temperature® T,
reaches 23 K.

These and many other phenomena observed in
SITiO; and KTaO, at low temperatures are character-
ized by deviations of the temperature, concentration,
and other dependences from the relations predicted by
classical theory. These deviations are conventionally
related to the quantum effects associated with the tran-
sition from classical to quantum stetistics as one
approaches absolute zero. This review discusses the
theory of quantum effectsin incipient and low-temper-
ature ferroel ectrics and its application to the description
of some phenomena observed in SITiO;, KTaO,;, and
related solid solutions.

Section 2 considers the problems associated with
general theory and the theories of quantum effects in
terms of the Devonshire-Slater—Barrett single-ion
(one-sublattice) model [18, 89, 90] and in terms of the
soft FE (polar TO) mode dressed via the anharmonic
interaction with zero-point and thermal lattice vibra-
tions [19, 91]. Section 3 discusses specific features of
the FE phase transition induced in incipient ferroelec-
trics by isoelectronic impurities. Section 4 deals with
the theory of the isotopic-impurity-induced FE phase
trangition in incipient ferroelectrics and of the isotopic
shift of the Curie point in low-temperature ferroelec-
trics. Section 5 is devoted to the electric-field effect on
the dielectric properties of incipient and low-tempera-
ture ferroelectrics.

2. MICROSCOPIC THEORY

Consider thefreeenergy 7 of adisplaciveferroelec-
tric as a function of the temperature and amplitude of
the FE soft made x;, which we consider to be an order
parameter. The Landau expansion of ZF(x;) for a
clamped crystal can be presented in the form [68]°

FT,x) = SK(MXi+F({x}) - VPE, (2

where ki(T) is a generalized force constant correspond-
ing to the soft mode, 7" includesthe anharmonic expan-

4\We understand by the Curie temperature the temperature of areal
second-order ferroelectric phase transition.

5vaks [68] introduces polar optical displacements through Jacobi
coordinates depending on the nuclear masses. This way is no
longer convenient when one considers some other problems, for
instance, the isotopic effect. The approach described in the
appendix, which was used in [92] for the case of zero tempera
ture, is more adequate to our task.
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sionterms, v, isthe primitive-cell volume, and the elec-
tric polarization is given by the expression [68, 93]

P = S%f)x, +R.E, 3)
Vo

which isvalid in the linear el ectronic-response approx-
imation [94-96]. Equations (2) and (3) are completely
equivalent to the Ginzburg—Devonshire expansion [89,
97] for aclamped crystal.

The low-frequency dielectric properties of displa-
cive ferroelectrics are described by the single-phonon
contribution to the permittivity, which, taking into
account Egs. (2) and (3), can be represented in theform
(for the cubic paraglectric phase)

4me’

FMk, |, _ ane
Km T 9

The properties of the coefficient k(T) of the quadratic
termin expansion (2), which isageneralized force con-
stant corresponding to the soft FE (polar TO) mode,
play a significant role in many phenomena associated
with ferroelectric properties.

We will discuss below the structure and microscopic
nature of ki(T), aswell asthe behavior of k;, in the pres-
ence of various perturbations in the low-temperature
domain, where the quantum effects become essential.
In accordance with the genera principles of the theory
of lattice dynamics[68, 93], k;(T) can be represented as
the sum of the harmonic force constant k;, and of the
temperature-dependent anharmonic term k,(T):

k(T) = kn+ Kan(T). (%)

Inview of Eq. (A.5), k,, does not depend on temperature
and nuclear mass, whereasky, is governed by the anhar-
monic interaction with zero-point and thermal lattice
vibrations[68, 99, 100] and depends on the temperature
and atomic mass. As follows from the experimental
wx(T) and g(T) relations, the k,(T) term is positive for
soft pol a TO phonon modesin crystalline dielectrics for
T=>0K.® Onecan extract the zero-point vibration contri-
bution k,, (which doesnot vanishinthe T — OK limit)
from the anharmonic term and, on combining it with ki,
recast k(T) as[68]

ki(T) = Ko+ Bka(T), (6)

&) =g+

where

Ko = kn+K,p, Kppn>0, @

Ak, (T>0K)>0, Ak,(0OK) =0.
It is usually assumed that in displacive ferroelec-

trics, the anharmonic interaction among phonons is
weak (meaning that the coupling constants are small)

2001

6 This property is not universal for all optical modes, because, as
shown by experiments, in normal dielectrics, the temperature coef-
ficient 0w(T)/0T is negative for optical modes and 0g(T)/0T > 0
[96].



1404

KVYATKOVSKII

Table 1. Classification of the di€lectric properties of materials with respect to the magnitude of their force constants ky, kyp,

and kp = Ky + Ky
Class of compounds K, Kzp Ko
Incipient displacive FES =0 >0 >0
[kl << Kyt <ky <ky
Incipient displacive FES (quantum paragl ectrics) <0 >0 >0
kel < Kz <kq <ky
L ow-temperature displacive FEs <0 >0 <0
Kap < Knl < kgt <k kol < Kep
High-temperature displacive FEs <0 >0 <0
Kpp < |Kpl = Koyt <K Kol = [kl = ket

[68]. For SITiO; and KTaO,, thisis confirmed both by
the smallness of the damping constants for the soft FE
modes in these compounds [43] and by calculations of
the anharmonic corrections to the soft phonon mode
frequenciesin SrTiO; [101]. Thismeansthat the anhar-
monic correctionsto the force constants are small com-
pared to the corresponding atomic estimates [68]:

2
e
Ko Dkan(T) < Ko, Ka = 3, (8)

0

where r is the minimum interatomic distance. In per-
ovskites, ky = 2 eV/A2[102, 103]. In contrast to ky,(T),
the values of the harmonic force constant k;, for the
polar TO phonon modes can range from =k (normal

Table 2. Harmonic force constants k, and frequencies wy, of
the cubic phase of perovskite compounds obtained from ab
initio calculations

Compound ki, VIA2 Wy, cmt

CaTiO, -2.232 153i¢
140i¢
STiO, —-0.1752 41ic
BaTiO;, -3.4012 72i€
178i°
219 f
PbTiO, —-2.5072 125i9
144i¢
KTaOg 0.48° 80P
61i"
KNbO; -2.9932 115i}
143i¢
203i"
147iK
197!

Note: 2[92], P [104], © [105], 9 [106], € [107], f [108], 9 [109],
h[110],7 [111], *[112], " [113].

dielectrics) to approximately =—k; (high-temperature
ferroelectrics).

Depending on the actual magnitude of k;, for the soft
FE phonon mode, one may conceive various Situations,
which are shown in Table 1. For illustration, Table 2 lists
the values of the force constants k;, [92, 104] and the soft
FE mode frequencies calculated from first principlesin
the harmonic approximation [104-113] for the cubic
phases of a humber of perovskite-structure transition-
metal oxides, which are red or incipient ferroelectrics.
For al compounds (except KTaO,;, as follows from
[104]), calculations predict an FE instability of the cubic
phase at 0 K, which becomes manifest in the negative
values of the force constants k;, and imaginary values of
the frequencies wy,. Notethat, in all cases, except SITiO;,
theory predicts astrong FE instability of the cubic phase
(K, = —k), which should manifest itself in the existence
of a high-temperature FE phase transition in these com-
pounds. It is known that BaTiO;, PoTiO;, and KNbO,
are high-temperature ferroelectrics, while in CaTiO;,
there is no FE phase transition [1].

Analysis of the experimental data on SrTiO; [20]
(see Section 4) shows that, in the absence of an antifer-
rodistortive structural phasetransition at 105K, the soft
FE mode should looseits stability at T= 30 K; thisisin
full agreement with the theoretical calculations (see
Table 2). The tetragonal distortion of the lattice below
105 K stabilizes the soft FE mode and transforms the
strontium titanate into aquantum paraelectric in the tet-
ragona phase. The term quantum paraelectric was
introduced in[17], but the fact that the zero-point vibra-
tion contribution to k(T) stabilizes the paraglectric
phase at 0 K and is capable of suppressing the low-tem-
perature FE phase transition predicted by classical the-
ory was al so understood by the authors of earlier works
[68]. The experimental data accumulated on «x(T) in
KTaO; [43, 53, 55, 56] show that |k;,| < ko, so that this
compound is an incipient ferroelectric but, perhaps, is
not a quantum paraelectric or isjust at the boundary of
this state.

The difference between the properties of the soft FE
mode in SITiO; and KTaO; at 0 K is more important

PHYSICS OF THE SOLID STATE Vol. 43 No.8 2001
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than the purely terminological question of whether the
potassium tantalate is a quantum paraelectric or not. In

SITiO;, we have wp = 6f (0K) = wh + ) < |wy],
u)ip. According to [20], in SITiO; wy , = 7.6 cm?,

Wh 5 = —1370 cm2 (see figure), and w,, = 35.4 cmr
(the mode being considered is of E, symmetry; for
more details, see Section 4). At the same time, KTaO,
features another limiting case: [w,| < w,, and wy = Wy,
According to [43], in KTaO;, w, = 20 cm and extrap-

olation of the linear part of the experimental wy (T)

curve yields a close-to-zero value of ooﬁ (see figure).

Thus, in SITiO; there is nearly complete compensation
of the classical (harmonic) and quantum contributions

to - (0K), whereas w (0 K) in KTaO; is dominated by
guantum effects. This difference was shown [114, 115]
to be of fundamental significance for the isotopic effect
in SITiO; and KTaO; (for more detail s, see Section 4).

In CaTiOg, asin SITiO,, the ferroel ectric instability
of the cubic phaseis suppressed, because below 1580 K
the calcium titanate transfers from the cubic to tetrago-
nal phase and astructural phasetransition occursat T =
1380 K to the orthorhombic phase with space group
Pbnm [62]. Measurements of the temperature depen-
dence of the permittivity in the orthorhombic phase
performed at temperatures from 4 to 300 K [63-65]
show a behavior of g(T) typical of incipient ferroelec-
trics and intermediate between potassium tantal ate and
rutile TiO, [65].

The borderline state of these three perovskites, as
well as of the above-mentioned 1V-VI| compounds and
of rutile, stresses the significance of the effect of vari-
ous static perturbations (hydrostatic or uniaxial pres-
sure, substitutional impurities, isotopic substitution of
the host matrix atoms, etc.) on the low-temperature
properties of these materials, because even weak per-
turbations can convert them from incipient to real low-
temperature ferroel ectrics. Consider the effect of a per-
turbation characterized, for instance, by avariable X, on
the temperature T of alow-temperature FE phase tran-
sition. Because T isasolution to the equation

ki(Tc) = O, )

the T¢(X) relation can be implicitly described, taking
into account Eg. (6), by the equation

Dkai(Tc) = —Ko(X), (10)
which has a physically meaningful solution for
ko(X)<0, ie, for k,<—k,<0. (1)
Denote by X the solution to the equation
ko(Xo = O. (12)

Wereadily seethat X, isthecritica (threshold) value of
parameter X, because X; is, at the sametime, a solution

PHYSICS OF THE SOLID STATE Vol. 43 No. 8
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to the equation T(X,) = 0 K. Without any loss of gen-
erality, we shall assume that dky(X)/0X < 0. In view of
the above, for X > X,, one can recast Eg. (10) in the
vicinity of X = X, in theform

Dk (To) = H(X=Xy),

13
H = —6k0/6X|XC>O, (13

whose solution can be represented as
Te = Akp(H(X=XJ)) a X>X, (14)

whereZ = Ak;h1 (Y)isaninversefunctionto Y = Aky,(2).

Thus, the dependence of the low-temperature FE phase
transition point T on the variable X characterizing the
magnitude of a perturbation has a singularity near the
threshold value X.. Its form is uniquely determined by

the temperature dependence k(T) or wf(T) at low tem-
peraturesand, inview of Eq. (4), isrelated intimately to
the temperature dependence of the permittivity. We
consider below the character of these dependences
within the single-ion model (the Devonshire-Slater—
Barrett model [18, 89, 90]) and in the theory of the soft
FE (polar TO) lattice vibration mode in terms of the
renormalized perturbation theory in an anharmonic
interaction (the Rechester and Khmel’ nitskii—Shneer-
son theories [19, 91]) and compare them with one
another and with experimental data.

In most cases, perturbation primarily affectsthe har-
monic force constant k;,. Thisis due to the fact that the
k, for the soft polar TO phonon mode in strongly polar
ferroelectrics, to which perovskites, rutile, and the IV—
VI compounds belong [102, 103, 116-118], is of a
compensation nature, unlike the derivatives of k, with
respect to parameter X which characterizes the magni-
tude of the perturbation. As shown in [102, 119, 120],
the force constant k;, of an arbitrary polar TO phonon
mode is made up of contributions due to short-range
in:[je7racti ons, k¥, and dipole—dipole intercell interaction

k. = K" +k™ k¥>0, k™<o. (15)

Each of these contributions can be found from ab initio
calculations. It was shown [102, 103, 116-118] that
each of the two contributions to k;, for the soft FE
phonon mode is anomalously large (k¥, k%] = 10k,),
whiletheir sum k;,, asfollows from calculations[92], is
anomalously small for SITiO; (k.| = 0.1ky). At the
sametime, from genera considerations, it only appears

”We have in mind here the part of the dipole-dipole interaction
which is regular at g = 0 and appears in TO lattice vibrations.
Sometimes, this part of the dipole-dipole interaction is included
in the short-range contribution [68, 140], with the long-range
forces considered as relating to the interaction via the macro-
scopic electric field which is generated in LO lattice vibrations
for g # 0. Actualy, thisisimpermissible, because the regular part
of the dipole—dipole interaction also has a long-range character
[93, 102, 119, 120].
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reasonable to expect that, because k¥ and k are of dif-
ferent nature, their derivativeswith respect to parameter
X, which characterizes the magnitude of a perturbation,
not feature such astrong compensation. In section 3, we
are going to use the FE phase transition induced by
doping isoel ectronic impurities into incipient ferroel ec-
trics as an example to illustrate this situation in more
detail.

A particular case is a quantum paraelectric with
nearly complete compensation of the two above contri-
butions to ko, such that ky < |ky| = k,,, (this situation is
realized in SITiO;). In this case, the magnitude of k; is
strongly affected by small changes in both k, and k.
The latter occurs in isotopic substitution for the host
atoms. The harmonic force constant k;, isvirtually inde-
pendent of nuclear mass[93], and, in the domain where
classical statistics hold, this dependence does not exist
even in the most general description of interatomic
interaction. Thus, the effect of isotopic substitution on
ki(T) islimited to the region of fairly low temperatures,
where guantum effects become essential, and is associ-
ated with the dependence of the zero-point contribution
ky, 0N the atomic mass. The corresponding theory was
put forward in [114, 115] and will be discussed below
in more detail.

2.1. Sngle-lon Model

Consider the simplest microscopic theory of quan-
tum effects in low-temperature and incipient ferroelec-
trics that provides an adequate description. The theory
is based on the single-ion (one-sublattice) model used
in the mean-field approximation. In the single-ion
model, the atoms of all sublattices except one, for
example, sublattice B, are fixed in their equilibrium
positions and each atom on sublattice B behaves as an
independent harmonic oscillator with a small anhar-
monic term added to the potential energy. The oscilla
tors are coupled only through the mean internal electric
field induced by the average displacement of sublattice
B. The single-ion model was used by many authors to
describe the FE phasetransition in displacive ferroel ec-
trics[18, 68, 89, 90, 121, 122]. Likeall strongly simpli-
fied models, the single-ion approximation has a fairly
limited applicability to real materials and yields an
inaccurate description, both quantitatively and qualita-
tively, of some of their properties. At the sametime, this
model offers an understanding of the essence of the
matter without recourse to complex techniques
employed in renormalized perturbation theory in anhar-
monic interactionsfor the soft FE phonon mode. Within
this approach, using the quantum-mechanical theory of
the harmonic oscillator, Barrett [ 18] obtained the well-
known expression for the low-frequency permittivity €
[see Eq. (22)] by generalizing the theory of Devonshire
and Slater [89, 90] to the case of low temperatures. The
work of Barrett wasinspired to aconsiderable extent by
the measurements of the temperature dependence of €
in SrTiO3[16] and KTaO4[57] inthe 1.3- to 300-K tem-
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perature interval. These measurements revealed a devia-
tion (a dowing down of the rise) of the temperature
dependence of € from the Curie-Weisslaw for T = 50 K
in both compounds, and in SrTiO;, one observed, in
addition, saturation of the (T) dependence below 4 K.

Barrett’'s relation is used widely to describe the
influence of quantum effects on the temperature depen-
dence of g, in low-temperature and incipient ferroelec-
trics[2, 17, 20, 4446, 48, 59, 60, 65, 123], on the tem-
perature dependence of the order parameter at low tem-
peratures for displacive phase transitions [124], and on
the dependence of the transition point T on pressure,
impurity concentration, and other parameters charac-
terizing the state of the system [125]. It appears of inter-
est to discuss the results yielded by Barrett's theory for
the phenomena occurring in ferroelectrics at low tem-
peratures and to find the bounds of its applicability. The
Hamiltonian in this model can be written in the form
[68]

2

H=Hy+W,, H,= %n+Wh(u), (16)

_a, 2 2 2

W (u) = é(ul'l- Uy + U3)
v (17)

— (Vo + zE)us + ?OUZ,

_by,a4 44

Wy (u) = Z(U1+U2+U3)
(18)

Dy, 22 22, 25
+ EZ(Uluz + UjU3 + UpUs).

The free energy in the single-ion model can be pre-
sented as[18, 68, 89]

F(T, 0, E) —F(T)

b,&* 4
4

1 , (19)
= ékf(T)u + —

—&zuE,

where G = (0, 0, 0) isthe average displacement of sub-
lattice B and the generalized force constant k:(T) is
defined by

k(T) = Vo(1—E) +E2bUX(T), (20)
where b = 3b; + 2b,, & = V,/q,
BT = o182 - |a
u(T) = 2mQC0th2T’ Q= J; (21)

and m is the mass of the ferroelectrically active ion.
Equations (19) and (20) directly yield the relation of
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Barrett [18] for the low-frequency permittivity:

(22)

Consider the behavior of ki(T) and ey(T) in the high-
(T= AQ/2) and low- (T < AQ) temperature domains.
For T = 2Q/2, one can conveniently use a high-temper-
ature expansion in a Laurent series:

3

'+

fi iz 1
Ecoth; =2 +#2 1—2

(23)
The first term in Eq. (23) does not contain the
Planck constant and yields results corresponding to the
classical consideration, whereas the other terms of
expansion (23) are quantum corrections. At low tem-
peratures, one can conveniently use the equality

1 z_1 1
TcothZ = 24—
20 =2t e

(24)
Using Egs. (23) and (24), one readily derives from
Eq. (21) expressions for the mean squared amplitude of

oscillations of a ferroelectrically active ion u2(T) at
high and low temperatures:

1l
_ E(uZ)Zp[1+2exp —295} T<hQ
u'(m = 0 (25)
HW)r [ +—+ } T=hQ/2,
O
where the parameter o is defined by
_ Wy _ 07
0= = T Tl (%0
(u)r
and
2 _ h _ R 2 _ T

are the mean squared amplitudes of the zero-point and
thermal oscillations of the ferroelectrically active ion,
respectively. As follows from Egs. (25) and (26), the
condition for applicability of classical statistics is the
inequality & = (AQ/2T)? < 1.

Let us discuss the generalized force constant ki(T),
which corresponds to a displacement of the sublattice
of ferroelectrically active ions as awhole in a self-con-
sistent potential, with the thermal and quantum fluctua-
tionsincluded. In accordance with Eq. (5), k(T) can be
represented as the sum of the harmonic force constant
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k., and an anharmonic correction k,(T), which, in view
of Egs. (20) and (21), are defined by the expressions

ko = Vo(1-8), hll

th—
Using Eq. (24), one can extract from the anharmonic
term the zero-point contribution k,,, which does not
vanishinthe T — 0K limit, and, on combining it with

ki, represent ki(T) in theform of Egs. (6) and (7), where

kelT) = €L coth 22 (29

_ K& 2%
Kp = > Bk (T) = 2k N 55, 2
N = =2

Taking into account Egs. (23) and (24), one can obtain
the following expressions for k(T) for high and low
temperatures:

D hQD for T<AQ
(30)

Ek+Eb
=D dma

+ @T, for T=#4Q/2.
0 a

Equation (30) can be used to find the dependence of the
low-temperature FE transition point T on the parame-
ter X characterizing the state of the system in the vicin-
ity of the critical (threshold) value X, which is a solu-
tion to Eq. (9). Recalling Eq. (14) and the definition in
Eqg. (13), wefind that, in the Barrett model for J{ > 0,

[ﬁQ/In 2k for X=X,

() =0  HX- Xc)
Ep, for X< X..

(31)

For J{ < 0, the T¢(X) dependence is described by
Eqg. (31), in which one should replace J{ with |J{| and
X —=X; with X, —X.

Thus, at high temperatures, T = Q/2, Barrett’s the-
ory reduces to the Curie-Weiss law for £(T), while for
low temperatures, T < Q, it predictsg(T) saturation fol-
lowing the law &(T) = €(0 K) — Aexp(-hQ/T). The
behavior of the Curie temperature of the phase transi-
tion induced by a change in the X parameter character-
izing the state of the system is predicted by Barrett's
theory to have a logarithmic singularity described by
Eq. (31) in the vicinity of the critical (threshold) value
X.. Note that the dependence in Eq. (31) is stronger than
any power law of the kind of (X —X)* withO<a < 1.
The frequency Q isusually treated as afitting parame-
ter. However, in the Barrett—Slater—Devonshire theory,
this frequency has a definite microscopic meaning
determined by expression (21), where, for instance, for
the ABO; perovskites, the parameters m and a are
respectively the mass of atom B and the harmonic force



1408

constant for this atom which isgoverned by short-range
forces). Using the results of nonempirical cluster calcu-
lationsfrom [117], wefind the parametersfor SrTiO; to
be a(Ti) 026 eV/A2, Q(Ti) 0380 cm?, and £Q(Ti) O
547 K; for KTaO,, a(Ta) 043 eV/A2, Q(Ta) 0254 cmr?,
and 7Q(Ta) 0366 K. These frequencies considerably
exceed the frequency of the soft polar TO modein these
compounds at absolute zero. It will be shown below
that, within a more adequate approach based on analy-
sis of a system of anharmonically coupled lattice exci-
tations (anharmonically interacting phonons), the con-
tribution to k,,(T) due to the high-frequency phonon-
spectrum branches, which possess a negligible disper-
sion, corresponds to Barrett's theory.

2.2. Theory of a Soft Ferroelectric Mode Renormalized
by Anharmonic Coupling

A more adequate and consistent approach in the
microscopic theory of displacive ferroelectricsis based
on the concept of a soft polar TO branch of the lattice
vibration spectrum which possesses dispersion and is
coupled to all phonon branches as a result of lattice
anharmonicity [68]. Anharmonic coupling givesriseto
renormalization of the phonon frequencies and eigen-
vectors, to line broadening, and to atemperature depen-
dence on these quantities. For weakly anharmonic crys-
tals, a perturbation theory in anharmonic coupling was
developed [67, 68, 126], which is based on temperature
Green's functions and the corresponding diagrammatic
technique [127]. The effect of quantum fluctuations on
the properties of incipient and low-temperature ferro-
electrics was considered in terms of this approach in
[19, 68, 91, 101, 128-131].

Rechester [19] and Khmel'nitskii and Shneerson
[91] showed that the correlation effects in the quantum
fluctuation region lead to logarithmic correctionsto the
results given by the Landau theory for cubic crystals, as
is the case with uniaxial ferroelectrics in the region of
classical fluctuations. Thus, in many problems, it is
found sufficient to treat the soft polar TO mode in the
self-consistent-phonon approximation, within which
the infinite chain of coupled equations for quantities
dressed by anharmonic interaction (vertices and self-
energy parts of phonons) is cut off in the lowest approx-
imation corresponding to the neglect of correlation
effects (an analog of the Hartree—Fock approximation
for electron systems). It was aso shown [19, 91] that
guantum effects markedly influence the temperature
dependences of the soft TO mode frequency wy and the
related quantities, e.g., €, in the low-temperature
domain. These results were confirmed subsequently by
other authors [128-130]. In the book by Vaks [68], the
resultsobtained in[19, 91] wereformul ated for the case
of a rea anisotropic dispersion law for the phonon
branches, with inclusion of the possible crossing of the
soft TO and acoustic TA branches. The temperature
dependences of the soft polar TO mode and of the soft
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mode at the R point of the Brillouin zone were calcu-
lated quantitatively for SrTiO; [101].

As discussed in the beginning of this section, the
generalized force constant for the soft FE (polar TO)
mode ki(T), which enters the Landau free-energy
expansion in Eq. (2), can be represented, in accordance
with Egs. (5), (6), and (7), asasum of several contribu-
tions.

At a constant pressure, Ak,,(T) isafunction of tem-
perature and volume. Accordingly, this quantity can be
represented as the sum of two contributions [60]:

Dkar(T) = [Ak(D)]y + [AkMV)] 1, (32)

where the first term relates to a purely temperature cor-
rection associated with the heating of the body at a
fixed volume corresponding to zero temperature, while
the second term describes the purely volume contribu-
tion connected with thermal expansion. For a positive
thermal expansion coefficient, this contribution is neg-
ative [60], and in SITiO; and KTaOs,, it is substantially
smaller than the purely temperature contribution [60,
101]. The variation of k; with temperature at a constant
volume can, in turn, be represented in the form [68,
132]

[AKM]y = A7 + a3 + a8+ a3 +0,,,  (33)
where
N@w@h
fv dg ~@ o T O
AW =220 99 GO 0 0 q,—q)————, (34
it > ZB(2”)3 it,11(0, 0, 9, —q) ) (34)
rhax (@)
~(3) 2ND_|]
Ag’sf) - hVOI dq 3|Vf,2fa(0! qu_q)| T , (35)
2.2m° W) -wi@ (@)
Eﬁwa(q)[l

) N
dg [VE0,q,—g/* O T O

A =
T o ) -l oA
(36)
wehedan
@ _ hvo . dg @
Aia = — (2n)3fo,aa(01 O,OI,—Q)W,(W)

ZB

and 4 , isthe contribution of al other (high-frequency)
phonon-spectrum branchesto [Ak(T)]y. Theintegration
over g in Egs. (34)—«37) is bounded by the Brillouin
zone. The zero-point contribution k,, can be obtained
from the expression for Ak,,(T) by substituting 1/2 for
N. Expressions for [Ak(V)]; and 4, can be found in
Vaks' book [68].

Inview of Egs. (23) and (24), we find, for the high-
temperature case (T = hw,/2), that k,,(T) = AT, where
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the coefficient A is obtained from the expression for
Ak (T) by replacing the N'(x) function with U/x. It is
easy to verify that w,, is determined by the frequencies
of the short-wavelength phonons of the five low-lying
TO, TA, and LA branches. As follows from the experi-
mental w(q) relations for these modesin SITiO; [133—
136] and in KTaO; [137-140], AW, = 100-150 K for
SITiO; and 2w, = 50 K for KTaOs.

At low temperatures, T < #w,, the behavior of
k«(T), ux(T), and, accordingly, €(T) isgoverned by quan-
tum effects; these effects are described by the N(x)
function on the right-hand sides of Egs. (34)—(37).
Because N'(x) O exp(—x) for x > 1, the low-frequency
branches of the phonon spectrum exhibiting strong dis-
persion play an important part in the low-temperature
limit T— OK. Innormal dielectrics, only the acoustic
branches exhibit such properties. Their contribution to
Ak (T) is described by Egs. (36) and (37) and by the
corresponding terms in [Ak(V)]+ and 4 . For the soft
polar TO maode of the phonon spectrum of incipient fer-
roelectrics, the existence of a frequency “window”
oy < wx(q) < W, a low temperatures leads to an addi-
tional contribution to the temperature dependences
k«(T), ux(T), and &(T) given by Egs. (34)—(36). These
considerations werefirst put forward by Rechester [19]
and Khmel' nitskii and Shneerson [91]. These publica-
tionswere al so thefirst to report the temperature depen-
dences of the various contributions to Ak, (T) and
showed that within the temperature window Zwy < T <
hw,, the contribution of self-interaction given in
Eq. (34) greatly exceeds the contribution due to the
acoustic branches and is dominant. For these tempera-
tures, the region of wave vectors where wx(q) behaves
as a gapless optical branch of the spectrum with an
acoustic dispersion law turns out to be essential. At
lower temperatures (T < ), the main contribution is
due to the wave vector region in which wx(q) = wy +

sa ()P (20).
Let usfirst discuss the quantum effects in the tem-
perature dependences ki(T), «x(T), and €(T) inincipient

ferroelectrics. According to [19, 68, 91], the A(T),

(3)(T) and A(S)(T) dependences have the following
form: at 7wy < T < iy,

(4)(T) — A(4)T (3)(-'-) — A(3)T
’ ’ (38)
(3)(T) — A(3)T :
intherange T < 7wy,
(4)(T) - B(4)T3/2e Bh(“’f, (3)(T) - B(3)T3/2 —PBhoy
B=uT, A’ = BAT @)

For T < %y, the temperature dependence A{* (T) has

the form [19]®
AT = AOT®
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Thus, for iy < T < Ay,
Aky(T) = AT?, A>0. (41)

The T2 scaling law described by Eq. (41) isan interme-
diate asymptotic dependence, which can be realized
only within a limited temperature interval and with
fairly stringent constraints imposed on the wx(q) rela
tion.

Further, for 6., = T < Aiwx, we have

Akg(T) = CT*+BTY 2g Phex (42)

where 6,,,,, isthe temperature at which the two terms on
the right-hand side of Eq. (42) become equal. Finaly,
for very low temperatures T < 6., we have

Aky(T) = CTY C = A" +B{. (43)

Now, we consider the sign of the coefficient C. Asfol-
lows from Egs. (36) and (37), we have A", > 0 and

(3) < 0. Using order-of-magnitude estimates based on
dlmenson considerations [68], it can be shown that

A" /|BE) = k/ky < 1, whence it follows that C < 0.

This supports the result presented in [68, 91]. Thus, the
temperature dependences ki(T) and wx(T) have a mini-
mum and €(T), accordingly, has a maximum near O K.
The conclusion that the coefficient C is negative (or
rather that 0¢/0T is positive near 0 K) was drawn from
thermodynamic considerations by Frohlich in [141].
This effect, however, is rather small, even though the
well-known paper of Mller and Burkard [17] reports
on the presence of a weakly pronounced maximum in
the g(T) curve obtained for SITiO; a 3 K. A weakly
pronounced maximum in the temperature dependence
of € for SrTiO5, which shifted with increasing pressure
toward higher temperatures, was a so observed in [88].

Now, we consider the contribution 4 , of the high-
frequency branches of the spectrum, which is usually
deemed insignificant. This contribution contains the
terms described by Egs. (34)—(37), with the (f, q)
branch on their right-hand sides replaced by one of the
high-frequency branches(r, q) of the phonon spectrum.
Let us assume that an (r, q) branch is characterized by
negligible dispersion and has a frequency w,. One can
readily verify that the contribution of such adispersion-
less branch to k,,(T) contains terms proportiona to
(Alw)coth(f/w/2T) and similar to expression (28) for
k,(T) in Barrett's theory. There is a certain analogy
between the approaches of Einstein and Debye in the
theory of low-temperature heat capacity, on the one
hand, and the Barrett—Rechester and Khmel’ nitskii—
Shneerson approachesin the theory of low-temperature

2001

8n[68, 91], this contribution was not considered.

91t can be shown that the ratio of corrections in Eq. (40) and in
Eq. (38) is of the order of ((T/4wy,)? ; therefore, the T2 scaling is
dominant.
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and incipient displacive ferroel ectrics, on the other. The
guasi-Barrett contributions of the high-frequency
branches to k,(T) a low temperatures are negligible
compared to the corrections in Egs. (25) and (27). At
the sametime, the high-frequency branch contributions
give rise to quantum corrections (which depend on
atomic masses) to k; over abroader temperature region,
T < hw,, than the low-frequency ones, because 7w,
reachesvalues of the order of 1000 K in perovskites, for
instance, for the high-frequency L O phonon branch that
exhibitsweak dispersion. It ispossibly these quasi-Bar-
rett contributions to k,,(T) that account for the isotopic
effect observed in BaTiO;[142], aswell asfor theinflu-
ence of quantum effects on the temperature of the FE
phase transition in barium titanate reported in [143].

Now, we consider the temperature dependences
k«(T), wx(T), and &(T) in the parael ectric phase of alow-
temperature ferroelectric with To < 6y 0 Aw,,. At the
Curietemperature defined by Eq. (9), the soft FE (polar
TO) mode becomes a gapless optical mode with an
acoustic dispersion law. As a result, from Eq. (41), we
obtain that in alow-temperature displacive ferroelectric
with Te < 6 OAw, [19, 91]

Aky(To) = ATZ, A>0. (44)

Thus, taking into account Egs. (6), (9), (44), and
(41), we find that in the paraelectric phase near the
Curie point

k(T) = A(T?-T¢)
RAT(T-Ty), for T— T,

g 2
OAT", for T¢ = 0.

Rechester [19] showed that, in the region of quantum
fluctuations, theinclusion of correlation effectsleadsto
logarithmic corrections to the results obtained by the
theory of self-consistent phonons, with Eq. (45)
replaced by

Tc>0 (45)

T2_T2
(D) = AT |n(e§/T2)
g D (46)
O T-T
[RAT. S —, for T— Tc, Tc>0
_ E 1+3gIn(6p/Tg)
EATZ/Ine?D, for T—= 0K, T. =0,
O

where g is a dimensionless anharmonic coupling con-
stant defined in [19].

With Eq. (4) for € these results show that in the
region of guantum fluctuations, the correlation effects
do not affect the critical susceptibility exponent; in
other words, at a low-temperature FE phase transition
with 8, > T > 0, the temperature dependence of the
permittivity in the paraelectric phase obeys the Curie—

KVYATKOVSKII

Weiss law [19, 91]. Quantum fluctuations become sig-
nificant in the borderline case with T = 0K [asfollows
from Egs. (46) and (4), in this case, the critical suscep-
tibility exponent isy = 2], aswell asin incipient ferro-
electrics [19, 91]. Using Eq. (44), one can derive the
dependence of the low-temperature FE phase transition
point T on X, (the parameter characterizing the state of
the system) in the vicinity of the critical (threshold)
value X, which isthe solution to Eq. (12).

Recalling Eg. (14) and the notation introduced in
Eqg. (13), we find that the theory under consideration
yields, for % > 0[19, 91, 128-130]1°

T = DB./X Xey B = JHIA, for X=X,
«(X) =

[D, for X<X..

For J{ < 0, the T¢(X) dependence is described by
Eqg. (47), in which one should replace J{ with |J{| and
X = X, With X, — X.

Taking into account the definition of the critical point,
aswell as Egs. (46) and (4), we find that, for T < 6,

1+ 3g|n(6 IT? )
-I-2

The permittivity should follow such a dependence, in

particular, in the solid solutions considered in Sections 3

and 4 for the compositions corresponding to the critical
concentration x. [144].

(@7)

&T,X)—¢, =B

(49)

3. IMPURITY-INDUCED PHASE TRANSITION
IN INCIPIENT FERROELECTRICS

Consider the important case of an FE phase transi-
tion induced in an incipient ferroelectric by isoelec-
tronic impurities. The most well-known examples of
such compounds are Pb, _,Sn,Te [145], Sr; _,ATiO;
(A= Ca, Ba, Pb, Cd) [70, 75-85], K;_,Li,Ta0O;, and
KTg, -, Nb,O; [71-74]. These compounds are charac-
terized by acritical (threshold) concentration x., above
which they become ferroel ectrics with a Curie temper-
ature dependent on concentration as Te(X) = A(X — X)®.
For Sr;_ATiO; (A = Ca Ba Pb, Cd) and
KTg _,Nb,O,, it was found that in the vicinity of x,
i.e, for low T, a OL2[70, 71, 75-85]; thisisin full
agreement with the theoretical predictionsfor low-tem-
perature displacive ferroelectrics in Eq. (47) [19, 91,
128-130].

However, the nature of the impurity-induced FE
phase transition in perovskites remains unclear. The
model of an off-center impurity ion moving in a multi-
well potentia is very popular. Interaction between the
impurity-ion dipole moments via a soft polar TO mode
can give rise both to the formation of a dipole glass
phase and to the transition to the FE state [ 73]. This sit-

PHYSICS OF THE SOLID STATE \Vol. 43

19The (X, 0 K) point is critical on the (X, T) plane, because it is
here that the second-order phase transition line T(X) described
by Eq. (47) starts (or ends).
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uation occurs in K, _,Li, TaO; [72, 73]. However, the
applicability of this approach to the other perovskites
with isoel ectronic impurities considered here [146] and
to Pb, _,Sn, T remains questionable.

A cluster ab initio calculation of the potential acting
upon an impurity atom was made [147] using the Har-
tree—Fock—Roothaan nonempirical method [148] under
the assumption that the host matrix atoms are fixed in
their equilibrium positions in a cubic perovskite lat-
tice.! For comparison, similar calculations were also
carried out for the host atom replaced by an impurity
atom, as well as for an impurity atom in a like com-
pound (for instance, for animpurity CaintheA position
in SITiO;, for a Sr atom in cubic SITiO;, and for a Ca
atom in cubic CaTiOs). Calculations performed for the
compounds listed in Table 3 show that the impurity
atoms and the corresponding host atoms move in asin-
gle-well, weakly anharmonic potential. The harmonic
part of the potential is described by the force constant
k¥, whose values are given in Table 3.2 One readily
sees that the shape of the potentia for impurity atoms
iscloseto that for the corresponding host atoms and for
impurity atoms in the like compound. For instance,
whilethereis acertain softening of k¥ for the Caimpu-
rity in SrTiO; compared to the force constant for Cain
CaTiO;, this softening is small. Note that the relaxation
in the nearest environment of an impurity atom only
reduces the difference between the values of k¥ for the
impurity atom in the unlike and like compound. The sit-
uation with the Nb impurity in KTaO; is particularly
interesting. In contrast to the widespread belief that Nb
in KTaO; is an off-center impurity [74], calculations
reveal (Table 3) that an impurity Nb atom feels uncom-
fortably tight in the KTaO; lattice. Note that the values

of k¥ for the Nb atom in KNbO; and KTa, _,Nb,O; and
for the Taatom in KTaO; exceed the atomic force con-
stant for perovskites by more than an order of magni-

tude, ky = €/r3 =2 eV/IA2 wherer,= 2 eV isthe small-
est interatomic distance in perovskites.

The neglection of quantum effects, which play an
important role at impurity concentrations closeto x., is
another serious drawback of present-day theoretical
approaches. The compounds under consideration can
be treated as solid solutions of two isomorphic com-
pounds [ 76-85]. For instance, Sr;,_,A,TiO5 can be rep-
resented in the form (1 — X)SITiO; + XATiO,. Viewed
from this standpoint, the approach based on describing
asolid solutionin first approximation asan ideal crystal
with the mean values of the parameters determined by

UThe dl usters used were [ALAGBgO;,(OH),,]™ for ABO; (AL = A)
and ABO3 : A" (ALl = A) and [B1BgKgOg(OH)30]* for KBO;
(B1=B) and KTaO3: Nb (B1=Nb, B=Ta).

Smilar _calculations _performed [147]  for Li aoms in
K1 —yLiyxTaO3 and for Zn atoms in Srq _,Zn, TiO3 showed these
impurities to be off-central, which agrees with the experimentally
established off-center position of the Li atom in K4 _,Li, TaO3
[72, 73].
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Table 3. Force constants k¥ for atoms A and A'in ABO; and
ABO; : A" compounds with perovskite structure and for Ta
atomsin KTaO; and Nb atomsin KTaO3 : Nb obtained from
nonempirical cluster calculations [147]

Compound Atom k¥, eV/IA2 ag, A
CaTiO; Ca 7.62 3.8367¢
SITiO, Sr 1352 3.9050°¢
Sr;_,CaTiOg Ca 6.42
Sr_,BaTiO; Ba 19.48
Srq_Pb,TiO; Pb 8.62
Srq_,Cd,TiO; Cd 3.62
BaTiO, Ba 1592 3.996°¢
PbTiOg Pb 6.82 3.970°
KTaO, K 7.0 3.9845¢

Ta 39.0
KTa _,NbO; Nb 35.32
KNbO, Nb 30.6° 4.0214°
Note: 2 [147],° [120]. 20 istheattice constant of the cubic phase

from the data of ©[1] and 9[60].

Vegard's law appears more adequate. This approach
yielded [147] a simple expression for the critical con-
centration x, through the parameters of the host (sol-
vent) and the solute, which automatically takes into
account the effect of the quantum fluctuations (zero-
point atomic oscillations) on x.. The derivation of the
expression for x. used in [147] is based on condition
(12) for asolid solution:

k0, $(Xc) = 0’ (49)
where kg = ki, (T =0K) =k, «+ Ky, siSageneralized
force constant corresponding to the FE soft mode in the
paragl ectric phase of the solid solution at 0 K. Asfollows

from Egs. (6), (7), and (10), the condition T&(x,) =0 for

the Curie temperature of the solid solution T is met
simultaneously with condition (49).

Designating by k,, and k; the force constants of the
host matrix and the impurity (dissolved) component
and using Vegard's law, one can write the following
expression for Ky

Ko, s(X) = (L=X)Ko m + XKq ;. (50)

Equations (49) and (50) can be used to derive anon-
empirical relation for x. [147]:

(51)

One can aso write an expression for x, similar to
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Table 4. Critical concentration x. for solid solutions
Srq_xATiO5 (A = Ca, Ba, Pb) and KTa; _,Nb,O4

Compound i
experiment theory®
Sr;_,CaTiOs 0.00182 0.0026-0.0032
S, ,BaTiO; 0.035° 0.0013-0.012
Srq _4Pb,TiO; 0.0015° 0.0029-0.0039
KTa, _,Nb,Os 0.008¢ 0.01-0.03

Note: 2 [70],° [76, 77, 83], ¢ [79, 83], 9 [71], € [147].

Eqg. (51) interms of frequencies rather than of the force
constants [147]:

2
X = (52)
(‘)S m~ (‘)S i
Expression (52) is more convenient than Eq. (51) for
calculations, because the frequencies wy, ,, can be mea-
sured experimentally, unlike the corresponding force
constants. For SrTiO; and KTaOs, this is an essential
factor, because one has to take into account the contri-
bution of zero-point vibrations in these compounds;
this has still not been calculated nonempirically (unlike
the contribution in the harmonic approximation).

The solid solutions under consideration are charac-
terized by low critical concentrations, X, < 1 (Table 4).
This imposes certain constraints on the matrix and
impurity parameters:

koi<0, @j;<0

and Ko m < [Koi|, o m < |03

It was shown [147] that these conditions are satisfied
for the solid solutions under consideration. Table 4 pre-
sents theoretical values of x. found in [147] by using
Eq. (52). The calculations made use of the experimen-
tal values of wy ,, for SITiO; and KTaO; taken from
[20, 43]. To find the wy, ; frequencies for the impurity
component of the solid solution, the zero-point oscilla-
tion contribution to wx was assumed to be of approxi-
mately the same order of magnitude in all perovskites.
To estimate w,, one can take the values for SrTiO,
(0, = 35.4 cm™) and KTaOj; (w,, = 20 cmr?) presented
in Section 2. Whence, taking into account the values of

w, given in Table 2 and the equality wp = w; + W},
which corresponds to Eq. (7) for the force constant k,

we abtain that, in the cubic phases of CaTiO,, BaTiO;,
PbTiO,, and KNbO,, the condition w3 = ;. is met.
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Thus, for the solid solutions under consideration, one
can recast Eq. (52) intheform

2
X = —— (53)
|,

and usetheabinitio calculations of w, ; givenin Table 2.
The last column of Table 4 contains the bounds on the
theoretical estimates of x. obtained from Eg. (53),
which take into account the spread of the values of w,
in Table 2.

Although this model is very crude, the theoretical
values of the critical concentration found in [147] suffi-
ciently approximate the experimental situation for al
solid solutions except Sr;_,Ba, TiO3, while somewhat
overestimating x.. Thisis possibly due to the neglect of
the effects associated with mutual relaxation of the host
and impurity latticesin the solid solution.

Consider the concentration dependence of the per-
mittivity in the paraelectric phase of a solid solution.
For concentrations near the critical value, one can write
Ko, (X) = H(%. —X), where J{ = -0k, /0X|, >0. Recall-
ing Eq. (4), one can present the expression for g(x, T)
near X = X, in the form

_ ¥k, _ e
D G0 Ak XD

where € = #2(f )k, /I and Xc(T) = %, + Ak(T)/H = x.is
the solution to the equation T-(X) = T. The expression
on theright-hand side of Eq. (54) describesthe concen-
tration dependence of the permittivity in the paraelec-
tric phase of a solid solution at constant temperature.

54)

4. THE ISOTOPE EFFECT

The ferroelectricity induced by the oxygen isotope
exchange in SrTiO; [86-88] is an interesting effect in

this compound. According to [87], SITi(*°0,_,"°0,)5
with X = x, = 0.36 undergoes an FE phase transition at
Tc=23Kforx=1.

To understand the nature of the ferroelectricity
induced by isotope exchange, one has to learn how a
change in atomic mass affects the force constant corre-
sponding to the FE soft mode. The corresponding the-
ory of theisotope effect in displacive ferroelectrics was
proposed in [114, 115]. For brevity, we will cal this
effect the ferroel ectric isotope effect in what follows. In
contrast to the vibrational frequencies, the harmonic
force constants do not depend on the atomic massesin
the adiabatic approximation [93]; the generalized force
constants in the region where classical statistics hold
are aso not dependent on the atomic mass. Therefore,
even without recourse to a comprehensive microscopic
theory, one can maintain that the FE isotope effect is of
an anharmonic and quantum nature.
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According to the quantum-mechanical theory of lat-
tice vibrations, atoms continue to move at absolute zero
by performing so-called zero-point vibrations, which
provide an additional contribution to the ground-state
energy [93, 149]:

zp = 2N ng(Q)

where w,(q) isthe frequency of the normal lattice mode
(a, g). The zero-point vibration energy E,, contributes,
accordingly, to the atomic force constants. This contribu-
tion sabilizes the FE soft TO mode and, hence, the
paraglectric phasein SITiO; and KTaO; at OK. Itissig-
nificant that E,, depends on the atomic masses as do the
phonon frequencies by which it is determined. Thus, in
accordance with the theorem of Rayleigh [149], an
increasein atomic mass (for instance, due to isotope sub-
stitution) results in suppression of the zero-point vibra-
tions, i.e., to adecreasein E,,. Under certain conditions,
this can give rise to the onset of FE lattice ingtability in
the paraglectric phase at 0 K and, accordingly, to a low-
temperature FE phase transition. It is easy to seethat this
can take place only in aquantum parael ectric (the neces-
sary condition for an isotope-exchange-induced FE
phasetransition to occur) and that the upper boundary for
the Curie temperature of such an isotopic-impurity-
induced FE transition is the Curie temperature T, of the
phase transition that would occur in this quantum
parael ectric in the absence of quantum effectsin the clas-
sical limit of infinitely heavy atomic nuclei (=40K in
SITiO; and =0 K in KTaO;). These considerations sug-
gest the most probable mechanism of the isotope effect
indisplaciveferroelectrics, which is of an essentialy dif-
ferent nature than the isotopic shift of the Curie temper-
ature caused by tunneling in hydrogen-bonded ferro-
electrics of the order—disorder type, such as KDP,
ADP, and RDP [68, 150, 151]. However, some
aspects, which are beyond the scope of purely qualita-
tive reasoning, reguire comprehensive microscopic
analysis of this effect. This relates to the formulation
of acriterion of the isotopic-impurity-induced FE |at-
tice instability and to the description of the depen-
dence of the corresponding Curie temperature on the
changein atomic mass and on the concentration of the
heavy isotope. For instance, in view of the existence of
the small parameter [m(*20) —m(260)]/m(*0) = 1/8, one
might expect the Curie temperature of the FE transition
in SITiO; caused by the %0 —» 80 isotope substitution
to be substantidly lower than the limiting Curie temper-
ature, T, < Ty = 40 K, whereas the one observed experi-
mentally in the strontium titanate is T, = 23 K [87].

We will consider a crystal containing a mixture of
two isotopes with atomic masses m, and m;, = m, + ém
and concentrations 1 —x and x, respectively, distributed
randomly throughout the crystal volume. For most
pairs of isotopes, except those of hydrogen, the condi-
tion |dm| < m, holds. Such an isotopically disordered

(55)
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crystal lattice is close in vibrational properties to an
ordered material with an average atomic massm= (1 —
X)m, + xmy [152]. We are going to consider m, subse-
guently, as the mass of the atom involved in the FE soft
TO lattice vibration.

4.1 The Criterion for Ferroelectric Instability
Induced by Isotopic Exchange

Following [114, 115], we shall discuss the conditions
under which an incipient ferroelectric can become area
ferroelectric as a result of a change in atomic mass dm
caused by isotopic substitution. Using Eq. (10) for the
Curietemperature, wefind that, in order for aphasetran-
sition to occur from the paraglectric state with a mass
m= m, to the ferroelectric state with m = m, + dm, the
following inequalities must be met:

kO(mO) = kh + kzp(mo) >0 (56)

and

Ko(Mp+ M) = Ky + k(M +3m) <0, (57)

Becauseky, > 0, inequality (57) can be satisfied only for
k, <O. Consdered together with condition (56), this
means that an isotopic-impurity-induced FE phasetran-
sition is possible only in a quantum paraelectric (the
necessary condition for thetransition). Inequalities (56)
and (57) also directly imply the sufficient condition

alnk dm > ko

6Inm m=m, My kzp m=m,
In ageneral case, the dependence of k,, on atomic mass
isvery complex. However, as pointed out in[114, 115],
inthe framework of the si ngle-lon model and accepting
certain assumptions in terms of the soft TO mode the-
ory, this dependence can be represented in the form
k., 0 nTY2, whenceit follows that condition (58) can be
recast as

(58)

6m ko
2mo kZp
Furthermore, the right-hand side of inequality (59)

can be transformed in terms of quantities that can be
extracted from analyzing experimental data:

(59)

m=mg

6m U-)o
> 2 , 60
2m0 (*)zp m=m, ( )
where 62 = kim, o = & (0 K), and @}, = |, + 5.

The right-hand side of inequality (60) is positive, and
for most isotopes, except those of hydrogen, its left-
hand side is considerably less than unity. This implies
that the isotope effect under study can take place only
in quantum paraelectrics with a nearly complete com-
pensation of the harmonic and zero-paint lattice vibra-
tion contributions to wx (0 K), and only if the atoms are
replaced by their heavier isotopes.
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4.2 Effect of | sotope Exchange
on the Curie Temperature

Following [114], we consider a low-temperature
(Te < Bp) FE phasetransition. In view of equalities (7),
(10), and (44), one can write the expression for the
Curie temperature in the form

2 - M_Ez_p
Te = A A (61)
It was found [114] that
1
kp, = —, A=.ml, 62
P «/ﬁ 2 ( )

whence one readily obtains an expression for the Curie
temperature with an explicit dependence on atomic
mass m [114]:

T2 = ke 1
C - .
Jmi, mi;

In the case of an isotopic-impurity-induced transition,
theright-hand side of Eq. (63) isnonnegative only if m=
m., where m,, is defined by the equation To(m,) = 0 K,
whence an expression for T can be derived [114]:

_ m-—m; _ Il
TC_QA} m. Q_A/chlz'

In [114], the isotope effect was considered within the
theory of the soft FE mode, using a simplified lattice
Hamiltonian with one soft polar TO phonon mode (f,
q), with self-interaction described by a fourth-order
anharmonic force constant V®. In the notation intro-

duced in Egs. (32)~(34), the equality Aky(T) = AL
holds in this approximation. Assuming that oofz(q) has

(63)

(64)

an isotropic quadratic dispersion law, i.e., that w(q) =

W, + cq’, the expression for the coefficient Q in
Eq. (64) is considerably simplified to take on the form
[114]

J3

Q = Sotion (65)

W m = CtOmaxs

where g, = TWay and g, is the | attice constant.

Using Egs. (39) and (31), we also obtain an expres-
sion for T(x) in the single-ion model [114]:
hQ.

4m,

m—m,
Notethat Egs. (64) and (66) for T<(X) do not contain the
corresponding anharmonic constants. It can be added

that the experimental relation To(X) is approximated
well by asquare-root law, asin Eq. (64).

T =
In

Qe = Q(my). (66)
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We now consider the isotope shift of the Curie point
in a low-temperature displacive ferroelectric. Let the
initial state with m = m, be a ferroelectric with a Curie
temperature Ty << Bp. In this case, Eq. (63) leadsto a
relation for the isotope shift of the Curie temperature

[114]:
m - mo
- Tcoi| 4m0 .

Telm) ~Too = [ % (67)

Mol 2 Teo
Unlike the isotopic-impurity-induced phase transition,
the isotope shift of T ispositive, 0T/0m > 0, only for

Too < i/(myly).

4.3. Application to STiO; and KTaO,

The oxygen atoms are the lightest in these com-
pounds. According to [104, 133, 139], the low-fre-
guency polar TO modein SITiO; and KTaO; isaSlater-
type mode in which the oxygen atoms have the largest
relative amplitude. This permits one to use condition
(60) in analyzing the possibility of an FE isotope effect
in these compounds, which is associated with 1°O being
substituted for 10 [114, 115]. This condition imposes
the following constraint on the parameters of the ferro-
electric soft mode at 0K in the case of completeisotope
substitution:

<Ll (68)

W
—~| 1

2
(.Ozp

160

At the same time, using the experimental data from
[20, 43], we obtain [114, 115]

2
Wo

2
Wy

1 .
for SITiO,
20 (69)

g E"l for KTaO;.

Comparison of Egs. (69) and (68) supportsthe possihil-
ity of an FE isotope effect in SITiO; (this is in full
agreement with experimental data [86-88]) while
excluding asimilar effect in KTaO; [114, 115].

Using Egs. (64) and (65), one can estimate the Curie
temperature of SrTi(*80), [114]. Taking the parameters
characterizing the dispersion law for the phonon branch
(f, q) that are quoted in Vaks book [68], we find that
oy, , 0448 K and, hence, To(*80) 034 K. Thisvalueis
of the same order of magnitude as the experimental
Curie temperature To(*80) 023 K [87] and, which is
essential, does not exceed the limiting value T, = 40 K.

In contrast to potassium tantalate, in the case of
SrTiO;, aquestion may arise asto the effect of the AFD
structural transition (T, = 105 K) on the low-tempera-
ture behavior of the FE soft TO mode. In the tetragonal
AFD phase of SrTiO3, the soft TO mode of frequency
oy splitsat the ™ point into two modes with symmetries
Ay, and E; and frequencies wx . and wx ,, respectively.
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As the temperature decreases, the splitting ;. — w; »

growsto reach 214.5 cm at 7 K [20]; thus, only the E,
mode satisfiesinequality (60). In our case, it isessential
that the lattice distortion in the tetragonal phase result
in a positive shift of both wx . and wx , with respect to

wy such that o , = W + Aapp. According to [20], wf , =
60.84 cm™ and Anrp 1180 cm? at 7 K, whence it fol-

lowsthat wf 0—119 cm, i.e., that the FE soft TO mode
in the cubic phase is unstable near 0 K [20]. Recalling

that wi(0 K) = w} + wip and taking into account that
W (T) = i + yT for T = B,/2, we obtain from the data
presented in [20, Fig. 4] that o> [1-1386 cn2. Wefinally
find that wj, (11255 cm?; it isthis that yields the above

estimate for wp/ws, in SrTiO,. The same holds for the
force constants. Hence, one can write k; , = k; + Kapp =
ko,a + Akg,, Where ko 5 = Ko + Kapp = Ky + kg + Kapp.
Thus, inthiscase, one hasto replace |k, | with |k, | —Karp
in expressions (61) and (63) for Tc. In principle, quan-
tum effects can aso affect karn and, hence, kaep can
produce an additional contribution to k, , associated
with the isotopic substitution of oxygen atoms. How-
ever, this contribution is small compared to the direct
effect of the zero-point vibrations, because, in accor-
dance with [144], quantum fluctuations exert only an
insignificant effect on the phase transition occurring at
105K in SITiO;.

The isotope effect in strontium titanate and potas-
sium tantalate was considered theoreticaly in [153].
However, the nature of this effect and its criterion in
terms of physically reasonable quantities rather than of
fitting model parameters was not discussed qualita-
tively. At the same time, the quantitative results
reported in [153] were obtained by a fitting procedure
within an empirical nonlinear shell model which,
according to [154], is physically invalid.

5. BEHAVIOR IN AN ELECTRIC FIELD

Let us discuss the effect of an electric field on the
dielectric properties of an incipient ferroelectric and a
low-temperature ferroelectric in the parael ectric phase.
An electric field gives rise to the appearance of a max-
imum in the temperature dependence of the permittivity
[32, 45, 46, 51, 52] and, accordingly, of aminimum in
the temperature dependence of the inverse susceptibil-
ity [36, 37, 54]. Thetheory of thisphenomenonis stated
in the paper of Hegenbarth [46] for the case of alow-
temperatureferroelectric (0< T < 6p) within the model
of Barrett [18] and in the book of Lines and Glass [98]
for the case of a high-temperature ferroelectric (T =
Bp). According to [46, 98], the maxima in the &(T)
curves and, hence, the minimain wx(T) form in strong
electric fields. This statement is not correct. Thus, it
might be worthwhile to consider the theory of this phe-
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nomenon in amore general context, taking into account
the results reported in [19, 91, 128-130].

Choosing the electric polarization as an order
parameter, we write the free energy in the form of a
Ginzburg-Devonshire expansion [89, 97]:

~ _ F

& = Ve (70)
The a(T) and ki(T) coefficients in expansions (70) and
(2) are related through [68]

I Gy
—2a(T)P +4bP EP.

4Tt 4me’”
aT) = k(T), k, = . (70)
%)k, Vo
The condition for the minimum free energy yields
E=aPp+bP’, x'=9E_ai30P2 (1)

dpP

In the weak-field domain (the region of linear polar-
ization response), the following inequalities are met:
3 12

an

2
bP® < a, b0l

E=aP<E() = (73
For strong fields (the nonlinear polarization
response region), we have
3 12
a0

= 3 = . =
E = bP*> E(T) = 51

bP’ > a, (74)
Let us discuss the minimum of the inverse susceptibil-
ity. Using Eg. (72), one can find an expression for
OXY/0T | = cong- Equating this expression to zero yields
the condition for a minimum to form in the xX(T)
curve:

a(T,) = 3bP*(T,). (75)

While the condition derived in [46] and [98] is similar,
itisvalid only for some particular cases.

A comparison of Eg.(75) with the weak- and
strong-field conditionsin Egs. (73) and (74) shows that
the field E in which &(T) reaches a maximum at atem-
perature T,, and field E(T,,) are related through E =
0.77E(T,,). The intermediate field is strongly depen-

dent on temperature (E; 0 a¥2(T) 0 wi(T)). For S(TiO;,
we have E;(300K) : E;(77 K) : E;(7 K) 01600 100: 1.
Thus, for T < T,,,, thefield Eis strong, and for T> T,
itisweak.

Substituting Eq. (75) into the expression for E(P) in
Eq. (72) yields P(T,,) = (E/4b)?3, whence one obtains
the equation

aT,) = 2(2.bE), (76
that describes the T,(E) dependence in an implicit
form. For a high-temperature ferroelectric (T = 6p),
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we have a(T) = A(T—Tc), whence one derivesthe well-
known expression for T,, [98]

1o+ 3 2 /e
T, = TC+4A1(2JBE) . (77)

For a low-temperature ferroelectric (0 < T¢ < 6p),
taking into account Egs. (71) and (45), we abtain

a(T) = AJ(T2— TZ), whence

_ 2, 3 23
T, = JTC+Z-A-2(2JBE) . (78)

For an incipient ferroelectric, we use Eg. (71) and
expression (41) for k(T) to obtain, for Ay < T,,, < 6,

_ (3 »_2
T = J 2 Az(zﬁ)E) T (79)
For T, < 6, using Eq. (71) and expression (43) for
k:(T), we come to

_[+4 3 23V
T = [Tz—m(zﬁ)a } . (80)
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APPENDIX

FREE ENERGY OF A DISPLACIVE
FERROELECTRIC

The state of a displacive ferroelectric is unambigu-
ously determined at given external conditions by a set
of long-wavelength transverse optical displacements
(uniform lattice displacements) u(s). Dropping the
terms describing the interaction of optical degrees of
freedom with a homogeneous strain, the free energy of
adisplaciveferroelectric can be represented in theform
[68]

F_ o .
N Flu(s); T] = v,PE,

(A.D
where N is the number of primitive cellsin the crystal,
E isthe electric field, and P isthe electric polarization,
which, inthe linear el ectron response approximation, is
related to u(s) and E through [68, 93]

P = Vioszjzij(s)uj(s)"'xﬁEi' (A-2)

Here, v, is the primitive-cell volume, Z;(s) is the
Born effective-charge tensor for sublattice s, and x* is
the high-frequency (electronic) susceptibility. Further,

KVYATKOVSKII

we write the free energy F[u(s); T] in the form of a
Landau expansion [68],

Flu(s); T
- %Z ®;(st; Tu(e)ui(t) + FTu(s)], "

si, tj

by combining the terms quadratic in u(s) in the first
term and the higher (anharmonic) terms of the expan-
sionin 3. The matrix of the d;;(st; T) coefficientsisa
generalized matrix of the optical force constants of the
crystal and can, inturn, be cast in the form

O(T) = "+ d™(T), (A.4)

where the first term @®" is the harmonic-approximation
contribution defined by

9°E

h —
®ij(st) = ou(9ou )|, o

(A.5)

Here, E is the adiabatic potential 13 and ®*(T) isafluc-
tuation term originating from the anharmonic interac-
tion between the zero-point and thermal lattice vibra-
tions of the crystal [68, 99, 100]. We expand the optical
displacements u(s) in an orthonormalized basis of
eigenvectorsw(s; a) of matrix ®:

u(s) = Zx(a)w(s; ). (A.6)

a

Using Eqg. (A.6), we obtain from Egs. (A.1)<A.3)

FI%:T] = 33 Ka; @ +F7(R), (A7)

Pile=o = VEOZ%(O()X(O(),
° (A.8)

Fi(a) = zzij(s)wj(S; a),
sj

wherek(a) arethe eigenval ues of the generalized force-
constant matrix ®. We consider cubic crystals. In this
case, the limiting optical modes (the eigenmodes of the
force-constant matrix) are triply degenerate and are
characterized by the mode number n and three mutually
perpendicular polarizations, which can be chosen to lie
along the principal crystal axes; i.e., a = (n, K), where
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13By the adiabatic potential is indicated the ground-state energy of
a system of atomic nuclel and electrons, which is considered a
function of the coordinates of atomic nuclei under the assumption
that the nuclei are classical particles (i.e., that their masses are
infinite) [68, 93-96].
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k=x,Y, z[68, 155]. In this case, %,(nk) = ,2£(n) and
X(nk) = x(n). Wefinally cometo

FIG:T) = 53 K T +FN(R). (A9

Ple_o = Viozfﬁ(n)x(n). (A.10)

If thereisasoft FE mode with an anomalously small
force constant [k:(T)| < k(T), wherer isan index label-
ing the other (high-frequency) optical modes, Egs. (A.9)
and (A.10) can be recast to the form [68, 92]

F(x;; T) = %kf(T)xf2+ F(x,), (A.11)

Ple.o = Viog(f)xf. (A.12)
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Abstract—The method of shifts of x-ray diffraction linesis used to study the electronic structure (the popula-
tions of 4f statesinY b, 5s statesin Ag, and 4s states in Cu) in the heavy-fermion system YbCus _,Ag, (0< x <
1, T=300K for Cuand Ag and 77, 300, and 1000 K for Yb). In the cubic phase (AuBes-type structure), Yb is
shown to exist in the state with a noniteger valence whose magnitude is independent of the composition and is
equal to M, =2.91 + 0.01. At x < 0.125, in the two-phase region (a mixture of cubic AuBes-type and hexag-
ona CaCus-type phases), the magnitude of m decreases with decreasing x. Based on the experimental values of
m in the cubic and hexagonal phases in the two-phase region, the valence of Yb in the hexagonal phase was
found to be My, = 2.71 + 0.04. With increasing temperature in the range of 77—-1000 K, alinear decreaseinm
for the samples from the cubic-phase field and alinear increase in m for the samples from the two-phase field
isobserved. At T = 1000 K, the valence of Yb in the cubic and hexagonal phasesis virtually the same: m,, =
2.83 £ 0.02 and m,,;, = 2.78 £ 0.02. The cubic phase exhibits a composition-independent increase in the popu-

lation of 5s states of Ag (in comparison with the metal) Anss(Ag) = 0.69 £ 0.07 electron/atom and a simulta-
neous linear increase in Any(Cu) from about 0.1 electron/atom for x = 1 to about 0.3 electron/atom for x = 0.2.
The difference in the behavior of the effects of Ang for Cu and Ag is explained by the specific features of the
crystal structure of YbCus_,Ag,. It follows from the analysis of microscopic and macroscopic properties that
Y bCus _,Ag, isasystem with an intermediate valence and, correspondingly, the increase in the effective mass
of electronsin it is related to the shift of the 4f-electron level to the Fermi level (delocalization). The effect of
the increase in the population of s states in the partners of Yb is explained by the fact that, upon the transition
into the state with an intermediate valence, the 4f electron of Yb is hybridized with s electrons of neighboring

atoms of Ag and Cu rather than with the electrons of Yb itself. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

The population of the 4f shell of arare-earth atomin
systems with heavy fermions is a fundamental charac-
teristic of this state when we consider the problem of its
formation. The mechanism of the appearance of aband
of “heavy” electrons at the Fermi level isstill to beclar-
ified. It isnot clear whether thisis related to the shift of
thef level toward the Fermi level (inthiscase, thef elec-
trons become delocalized and the width of the band is
determined directly by the f—sd hybridization [1]) or
with collective processes, when the f level still liesrel-
atively deep and the electron properties near the Fermi
level can be determined by collective effects such asthe
Kondo effect, i.e., the resonance scattering of conduc-
tion electrons by localized magnetic moments of the f
centers [2]. To a certain extent, the problem as to in
which state (localized or delocalized) an f electronisin
the crystal can be clarified by determining the elec-
tronic structure (the population of the f shell) of Yb. In

the first case, the number of f electrons should be inte-
gral; in the second case, it should be fractional.

Among the heavy-fermion systems based on rare-
earth eements, cerium- and ytterbium-containing sys-
tems are most common. Previoudly, using the method of
displacements of x-ray lines (see, e.g., [3, 4]), weinves-
tigated the e ectronic structure of Cein classical heavy-
fermion systems CeAl;, CeCu,Si,, and CeCug, aswdll as
in CeCu,Al that had a record value of the coefficient of

electronic heat capacity y = 2800 mJ/(mol K?) [5]. It was
shown that in al the compounds studied, the valence of
Cehasanearly integer value Mg, = 3.011 +£ 0.002. On the
other hand, according to L,,, spectroscopy data[6] for a
number of intermetallic compounds of Y b (which later
were identified as heavy-fermion systems, eg.,
YbCu,Si,, YbPd,Si,, YbCuUAI, etc.), noninteger values
such as m= 2.8-2.9 have also been observed. A nonite-
ger value of mwasalso observed inYbin, _,Ag,Cu,[7].
It followed from an analysis of macroscopic and micro-

1063-7834/01/4308-1420$21.00 © 2001 MAIK “Nauka/Interperiodica’
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scopic properties that Y bin, _,Ag,Cu, is a system with
anintermediate (fluctuating) valence (m =2.91 + 0.01)
and the existence of heavy electrons was explained by
the hybridization of 4f electrons of Y b with s electrons
of its partners, mainly of In and Ag and to a lesser
extent of Cu. The observed difference in the valence
properties of Ce andY b appears to be a consequence of
the dual nature of the 4f electrons (localized—del ocal-
ized) in heavy-fermion systems.

Inthiswork, we studied the €l ectronic structure, i.e.,
the population of 4f states of Y b, 5s states of Ag, and 4s
states of Cu, intheYbCus_,Ag, system (0<x< 1, T=
300 K for Ag and Cu and 77, 300, and 1000 K for Yb)
using the method of displacements of x-ray lines. This
system is geneticaly linked to a related system
Ybin; _,Ag,Cu, investigated in our previous works; it
has the same crystal structure (AuBes) in awide compo-
sition range (x = 0.125-1), a moderate value of the coef-
ficient of electronic heat capacity (y = 210 mJ(mol K?)
for YbAgCu, and 460 mJ(mol K?) for YbCu, g:5A00 125),
and belongs to the class of Yb-based heavy-fermion
systems. The macroscopic properties of YbCus_,Ag,
(crystal structure, magnetic susceptibility, electrical
resistivity, heat capacity, etc.) have been investigated in
much detail [8]. At the same time, there are no direct
microscopic data on the electronic structure of bothYb
and its surroundings, although these are of importance
for determining the mechanism of the formation of the
heavy-fermion state. Along with the similarity, thereis
observed a sufficiently interesting difference in the
structural  properties between Ybin, _,Ag,Cu, and
Y bCus_,Ag,. Inthefirst system, the cubic crystal struc-
ture (of the AuBe; type) exists in the whole composi-
tion range (x = 0-1), whereasin the second system, this
structure is only retained to x, = 0.125. In the range of
X < 0.125, a hexagonal phase (with a structure of the
CaCus type) appears and coexists with the cubic phase
up tox=0 (YbCus). Based on magnetic data[8, 9], itis
assumed that Y b is divalent in the hexagonal phase and
istrivalent in the cubic phase; it is, therefore, of interest
to investigate the electron nature of the structural
(AuBe; — CaCus) transition using a direct micro-
scopic method.

2. RESULTS AND DISCUSSION

The polycrystalline samples of YbCus_,Ag, were
synthesized from stoichiometric mixtures of pure met-
as (Yb of double distillation; Ag and Cu of high
purity). The smelting was performed in tantalum cruci-
bles under vacuum with subsegquent annealing at atem-
perature of 700°C. The samples with x = 0.2—1.0 were
single-phase and had a cubic crystal structure (C15b or
AuBe; type). The concentration dependence of the lat-
tice parameter a(x) at room temperature agrees well
with the data of [8] (Fig. 1). The composition (X) was
controlled by x-ray fluorescent analysis. Samples with
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Fig. 1. Variation of the |attice parameter of Y bCus _,Agy in
the cubic phase (AuBes-type structure) as afunction of the
composition: (1) our data and (2) datataken from [8].

X < 0.2 consisted of a mixture of cubic (AuBe;) and
hexagonal (CaCus) phases whose concentrations (as
determined using a standard FULL PROF program)
proved to be equal to C, =27 £ 4% and C,, = 73 £
4% for x =0, and C, = 33 + 4% and Co = 67 + 4%
for x = 0.05. The lattice parameters of the hexagonal
phase were virtually the same for both samples (x =0
and 0.05); their weighted mean values a = 4.995 A and
c = 4.124 A agree well with the values given in [8, 10].

The displacements of the Ka, lines of Yb, Ag, and
Cu were measured on a special x-ray crystal-diffrac-
tion spectrometer by the Koshua method. The fluores-
cent radiation was excited in the sample using an
RAP-150/300 commercial x-ray tube (I =10 mA, U =
150 kV). The samples for room-temperature experi-
mentswere wafers pressed of amixture of fine powders
of the substance to be investigated and afiller (polyeth-
ylene). In experiments at 77 K, low-temperature liquid-
nitrogen cryostats were used; for high-temperature
experiments, vacuum chambers made of quartz and
equipped with thin plane-parallel polished windows
and an external heater were employed. The experimen-
tal scheme and measurement procedure were described
in detail in previous works (see, e.g., [3, 11]).

2.1. Ytterbium

As is well-known, the valence of rare-earth ele-
ments is unambiguously related to the population of
the 4f shell: m= Z,,, — Zy. — Ny, Where Z,,, and Zy . are
the atomic numbers of a lanthanide (Ln) and xenon,
respectively, and ny is the population of the 4f shell.
Changesin ny lead to anomalously large (in compari-
son with the effects of 6s(p) and 5d el ectrons) changes
in the energy (large displacements) of the emission K
lines of the rare-earth elements under consideration
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Experimental displacements (AE) of theKa, linesof Yb, Ag,
and CuinYbCus_,Ag, with metallicYb, Ag, and Cu used as
the standards (T is the measurement temperature)

X TK AE (Yb), | AE(Ag), | AE (Cu),
’ meV meV meV

0 77 -387+ 17 - -
300 -428+5 - -19+6

1000 454+ 14 - -

0.05 300 —-471+6 - -
0.2 300 -550+6 —-43+7 -31%+6

0.4 77 -524 + 18 - -
300 520+ 6 -35+6 -18+6

1000 -468 + 18 - -
0.6 300 542+ 6 -53+7 -21+6
0.8 300 526+ 6 -38+7 —22+6

1.0 77 -543+ 23 - -
300 528+ 6 -39+7 -8%2

1000 —-495+ 12 - -

Y b,O5 -583+5 - -

AgCl - 122+5 -
CucCl - - 164+5

Note: In the bottom of the table, experimental shifts of the Ko
lines for ionic compounds are given.

(|AEKE, | =500-600meV, |AEK] | = 1500-1700 meV,

[AEZR) | = 20-80 meV) [4]. This makes the method

of displacements of x-ray diffraction lines asufficiently
sensitive technique suitable to the investigation of pro-
cesses related to a rearrangement of the 4f shell
(changes in the valence).

m
2.95

2.90

2.85

2.80

o]

2.75 o

2.70
0.6 0.8 1.0 x

Fig. 2. Variation of the Yb valencein (1) YbCus _,Ag, and
(2) YbIng _,Ag,Cu, [7] as afunction of the composition at
room temperature (hereafter, the errors that are indicated
are statistical). xg isthe boundary of transition from the sin-
gle-phase to the two-phase region in' Y bCusg _ ,Ag,.
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The experimental values of the displacements of
the Ka; line of Yb in YbCus_,Ag, with respect to a
divalent standard (metallic Yb) are given in the table.
The sign and the anomal ously large magnitudes of the
effects unambiguously indicate a decreasein the num-
ber of 4f electrons (an increase in the valence) of Yh.
The difference between the numbers of 4f electronsin
the compound and in the standard was determined as
Ang (x, T) = AE(x, T)/AE(Y b3 —Yb?*), where AE(x, T)
isthe experimental line shift and AE(Y b% —Y b%*) isthe
calibration displacement corresponding to a shift of the
Ka, line of Y b upon a decrease in the population of the
4f shell by unity. It is obvious that the valence of Yb in
the sample studied ism=my + Ang = 2 + An. The cali-
bration displacement was measured for the pair Y b,O4—
Yb,« and is equal to AE(Yb% —Yb?*) =583 + 5 meV.
The dependence of the valence of Y b on the composition
at room temperature isgiven in Fig. 2. In thefield of the
cubic phase (x=0.2-1.0), theYb vaenceisvirtually con-

stant and has anoninteger value m,,;, =2.91+ 0.01 coin-

ciding with the Yb valence in YbIn; _,Ag,Cu, (M =
291 £ 0.01 [7]). In the region of x < 0.2, in which the
cubic and hexagona phases coexist, the Yb vaence
decreases. Based on the experimental values of mfor the
cubic phase (x > 0.2) and for a mixture of phases (x =0
and 0.05) and on the concentrations of the hexagonal
and cubic phases, the Yb valence in the hexagonal

phase was determined to be m,,, = 2.71 + 0.04. Note

that alinear extrapolation of m(x) for the compositions
from the two-phase region (x < 0.2) meets the straight

line M, at thepointx=0.12 + 0.02, which agreeswell

with the value x, = 0.125 that was obtained in macro-
scopic experiments [8] for the boundary of transition
from the single-phase to the two-phase region.

The noninteger values of the valence of f atoms are
characteristic of a specific class of rare-earth and
actinide compounds with an intermediate (fluctuating)
valence. The noninteger value m=2.91inYbCus_,Ag,
differs only alittle from the value of 3 which is normal
for Yb. However, even this small difference leads to
fundamentally different conclusions in choosing the
mechanism responsiblefor the heavy-fermion state (—sd
hybridization or collective processes of the Kondo-
effect type). The expected valence of Y b in the interme-
diate-valence state was quantitatively estimated on the
basis of the phenomenological model of interconfigu-
ration fluctuations[12, 13], in which the state of inter-
mediate valence is considered as a resonance (fluctu-
ations) between energetically close initial (4f") and
final (4f"-1 + e) states of the 4f electron. The probabil-
ity for an f atom to be found in the state f"~1 is deter-
mined by the Boltzmann-type distribution

=7 o

exp

] M
p(f" :[1+ "
(") M.
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where E,, = E,,_; — E, isthe difference of the energies
of the 4f" and 4f"~1 configurations, M,, and M,,_, are
the statistic weights of these states, and I' is the energy
of Anderson hybridization of the 4f electron with an
electron of the conduction band (the width of the
4f level). The intermediate-valence state is realized if
|Es] < T. In the assumption that fluctuations of the 4f
electron of Yb in YbCus_,Ag, from site to site occur
only between coinciding (degenerate) energy levels
(Es = 0) (Anderson-type transition [14]), the probabil-
ity of an Yb®* state arising is determined only by the
statistic weights of the Yb?* (J =0, M, = 1) and Yb%*
(J = 7/2, M,,_, = 8) states and is equal to P(Yb®) =
M,_/(M,,_; + M) = 8/9, which corresponds to the
value m = 2.89; this agrees satisfactorily (for such a
simple model) with our experimental value 2.91 £ 0.01.

The identification of the intermediate-valence state
by only the sign if misinteger or noninteger is insuffi-
cient. The noninteger valence al so takes place in mixed-
valence compounds, when the ions of different
valences occupy inequivalent positions in the crystal
lattice (as, e.g., in Eu;0,).

As indirect evidence of the occurrence of an inter-
mediate-valence state in the cubic phase of
YbCus_,Ag,, the results of high-temperature experi-
ments can be considered. Figure 3 displays the temper-
ature dependences of the valence of YbinYbCus_,Ag,
for samples with x = 0.4 and 1. It is seen that m
decreases with increasing temperature; the course of
the m(T) curve in YbCus_,Ag, is virtually the same as
in the previously investigated system Ybln, _,Ag,Cu,.
The decrease in m with increasing temperature in
Y bin, _,Ag,Cu, was explained in the assumption of the
dependence of E,, on T (theory admits such a possibil-
ity in principle [15]). Earlier, the effect of decreasing
the valence of arare-earth element at a high tempera-
turein classical systemswith intermediate valence was
observed for a wide class of intermetallic compounds
of cerium [16, 17] and europium [18] using the method
of x-ray line displacements and M&ssbauer spectros-
copy for Eu compounds [19, 20]. The temperature
dependences m(T) for coinciding objects (EuCu,Si,,
EuRh,, Eu(Ni,_,Cu)s) exhibit good agreement
between both methods.

Thus, the totality of the above-considered micro-
scopic and macroscopic properties of YbCus_,Ag, in
the cubic phase (x = 0.2-1) and the fact that Y b atoms
occupy equivalent positions in the crystal lattice sug-
gest that this system is a system with an intermediate
(fluctuating) valence and, correspondingly, the appear-
ance of aheavy electroninitisaresult of f—sd hybrid-
ization upon the transition of an 4f electron into the
intermediate-val ence state.

The differences in the behavior of theYb valence in
the cubic and mixed phases (Fig. 3) can be explained by
two probable mechanisms: (i) it follows from Eq. (1)
that the probability of occurrence of Yb in the trivalent
state P(3+) can either increase or decrease with increas-
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Fig. 3. Temperature dependences of the Yb vaence in
YbCus_,Ag, for singlephase (YbCuyeAgps and
Y bCu,Ag) and two-phase (Y bCus) samples and the datafor
Y blng 7Agg 3Cu, taken from [7].

ing temperature depending on the sign of Eg,; (ii) with
increasing temperature, a smooth structural phase tran-
sition from the hexagonal to cubic phase occurs, and at
1000 K, theY bCus_,Ag, system becomes single-phase
over the wholeregion of x fromOto 1. At T = 1000 K,
theY b valence in the cubic phaseYbCus _,Ag, isvirtu-
aly coincident with its valence in the mixed phase:
My = 2.83 £ 0.02, m;, = 2.78 £ 0.02. The choice of
one of the two variants given above can be made on the
basis of phase analysisin the high-temperature region.

2.2. Slver and Copper

One of the key (and virtually uninvestigated) ques-
tions in the problem of intermediate valence (and, cor-
respondingly, heavy fermions) is the question of what
are the centers at which the f—sd hybridization occurs.
We supposed in [7] that upon the transition into the
intermediate-valence state, the 4f electron is mainly
hybridized with 5s electrons of In and Ag and, to a
lesser extent, with 4s electrons of Cu.

The question of what are the centers at which the f-sd
hybridization occurs was also studied in this work. To
this end, we determined the populations of the outer s
states of Ag and Cu from the displacements of their Ka;
lines. The shifts of the Ka, lines of Ag and Cu aregiven
in the table. For all YbCus_,Ag, compositions that
were studied in this work, negative displacements rela-
tive to the corresponding metals are observed. As was
shown in our previous work [21], aremoval of valence
s(p) electronsfrom an atom in heavy elementsleads to
positive displacements of the Ka, lines (quantitatively,
the effects of s and p electrons are virtually identical).

The magnitudes of the effects AEy,, = Ejg — Eqe fOr
the ionic compounds of Yb, Ag, and Cu are illustrated
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Fig. 4. Variation of the change in the population of 5s states
of Ag and 4s states of Cu in'YbCusg _,Ag, as afunction of
the composition at room temperature and the data for Ang
forYbIn, _,Ag,Cu, taken from [7].

in the table. The nonzero negative values of the dis-
placements of the Ka; lines of Ag and Cu in YbCus_
Ag, imply that the populations of the outer s (p) states
of Ag and Cu increase upon the transition from the
metallic state into the intermediate-val ence state.

The populations of the 5s states of Ag and of the 4s
states of Cu were determined from the experimental
displacements of the Ka; lines and Dirac—Fock atomic
calculations. For each sample of YbCus_,Ag,, we
found the magnitude of An, from the equation

AE(Ang) = AE"(X), )

where M = Ag or Cu, AE,.(An,) arethe calculated dis-
placements, AEM(x) are the experimental displace-
ments, and An; isthe difference between the numbers of
5s (4s) eectrons of Ag (Cu) inYbCu;_,Ag, and in the
metallic standard (the el ectron configurations of Ag and
Cu are 4d'95s! and 3d'°4s', respectively). The results
areshowninFig. 4, from which it followsthat the mag-
nitudes of An(x) for Ag are virtually independent of the

composition, and their weighted mean value Anss =
0.69 £ 0.07 electron/atom agrees well with the value

Anss = 0.71 + 0.09 electron/atom for Ybln, _,Ag,Cu,.

An increase in the population of the 5s states of Ag
and 4s states of CuinYbCus_,Ag, can be explained (as
thiswas made for Y bin, _,Ag,Cu, in our previous work
[7]) by the hybridization of 4f electrons of Y b with con-
duction €electrons of neighboring atoms of Ag and Cu.
The variant in which the 4f electron fluctuates between
the states of neighboring atoms of Yb should not, in
principle, lead to changes in the electronic structure of
silver and copper. InYbln, _,Ag,Cu,, the total increase

in the population Ans (Ag, In, Cu) = 1.0 + 0.1 elec-
tron/atom is nearly coincident with the decrease in the
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population of the 4f shell of Yb in the intermediate-

valence state Anss = 0.91 = 0.01 electron/atom; the
balance An; = Ans = 1 isindependent of the composition
and is ensured mainly by Ag and In and, to a lesser
extent, by four atoms of copper.

The situation is different in YbCus_,Ag,. Here, an
increase in the population of 5s states of Ag coincides
with An(Ag) in Ybln, _,Ag,Cu, and independent of
the composition (Fig. 4); however, the total number of
silver atoms decreases because of the copper substitu-
tion and, correspondingly, xAnJ(Ag) decreases from
~0.7 electron/atom at x = 1 to ~0.14 electron/atom at
x= 0.2. The valence of Yb is also independent of the

composition (Ans; = 0.91 electron/atom), athough it
should decrease if the hybridization of the 4f electron
occurs mainly at Ag atoms (asinYbln, _,Ag.Cu,). We
suppose that as the concentration of Ag decreases in
YbCus_,Ag,, copper atoms (which ensure the con-
stancy of the Yb valence with decreasing x) begin to
play a significant role in the mechanism of f—s hybrid-
ization. It is seen from Fig. 3 that the population of 4s
states increases with decreasing Ag concentration and
the magnitude of An,(Cu) at x = 0.2 isgreater by afac-
tor of about 3 than that in'Y bIn, _,Ag,Cu,.

The difference in the behavior of the effects of An,g
for Cu in Ybln; _,Ag,Cu, and YbCus_,Ag, can be
explained by the specific features of the crystal struc-
ture of these compounds. The wunit cel of
Y b(In, Ag)Cu, consists of two sublattices: a sublattice
of (Yb, In, Ag) atoms, as in the MgCu,-type Laves
phases of rare-earth elements, and a sublattice of Cu
atoms, which is formed by tetrahedra of four copper
atoms[22]. It is assumed that the atoms of thefirst sub-
lattice are strongly bound with one another and weakly
bound with the atoms of the second sublattice [23];
therefore, the exchange by electrons in the process of
hybridization is mainly determined by the atoms of the
first sublattice (Yb, Ag, In).

The unit cell of YbCus_,Ag, in the cubic phase adso
consists, asin the case of YB(In, Ag)Cu,, of two sublat-
tices: a sublattice formed by the rare-earth element (asin
MgCu,-type Laves phases) and a copper sublattice, with
the difference that in the first sublattice there is a fifth
copper atom (Cu*), which, like In in Yb(In, Ag)Cu,,
compensates the loss of Ag and ensures that Any is
independent of the composition upon f—s hybridization.

The change in the total population Ans (Ag, In, Cu*)
increases from 1.2 + 0.2 electron/atom for x = 1 to
1.6 + 0.2 electron/atomfor x=0.2. TheexcessAns > Any,
can be due to an additional transfer of outer valence 6s
and 5d electrons of Yb onto the Cu* atoms in the first

LIn Yb(In, Ag)Cuy,, the weighted mean AngAg) = Ang(In) =
0.7 electron/atom is independent of x [7] and the number of
copper atoms is constant; therefore, the relation Ang = Ans = 1
electron/atom will always be fulfilled.
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sublattice. We observed such an effect in the Laves
phases CeRu,, CeRh,, and CeOs, [17].

An increase in the coefficient of electronic heat
capacity y in YbCus;_,Ag, with decreasing x was
explained in [8] by an increasein the chemical contrac-
tion that arises as smaller Cu atoms substitute for Ag in
the crystal lattice. When describing the mechanism of
f—sd hybridization in intermediate-valence and heavy-
fermion systems, it is commonly accepted (see, e.g.,
[25]) that, along with the size factor (chemical contrac-
tion in this case), an important role belongs to the elec-
tronic structure of the components of the compound
(electronic factor). It followsfrom our datathat thetotal
change in the population of 5s (4s) states Any increases
with increasing concentration of Cu from ~1.2 elec-
tron/atom for x = 1 to ~1.6 electron/atom for x = 0.2 and
correlates with increasing the coefficient of heat capac-
ity from ~250 to ~460 mJ/(mol K?) [8]. An analysis of
the quantities An(Ag, Cu) reveal sthose atomsthat lead
to an increase in Ans with increasing copper concentra-
tion and corresponds to an increase in y. As is shown
above, the growth in Ans with increasing copper con-
centration is determined by thefifth copper atom (Cu*).
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Abstract—The effect of a dc electric field on the evolution of the electronic absorption spectra of poly(N-
epoxypropylcarbazole) (PEPC), poly(styrene) (PS), and poly(vinyl butyral) (PVB) films doped with methine
dyesisinvestigated. It is revealed that these spectrain the absorption range of the dye undergo transformations
depending on the dipole moment and the symmetry of the T-electron structure of dye molecules. The inference
is made that the electron density in the dye molecule is redistributed in an external electric field. This redistri-
bution gives rise to the electric field-induced anisotropy in the spatial distribution function of photogenerated
electron—hole pairs in amorphous molecular semiconductors. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Amorphous molecular semiconductors based on
photoconducting polymers doped with organic com-
pounds possess photoconducting propertiesin the visi-
ble and near-IR spectral ranges, because dopant mole-
cules can serve not only as optical absorption centers
but also as charge carrier photogeneration centers. At
present, amorphous molecular semiconductors based
on poly(N-vinylcarbazole) and poly(N-epoxypropyl-
carbazole) (PEPC) are the most well investigated and
find practical use. It iswell known that, in these semi-
conductors, the photoconduction process in the absorp-
tion range of photogeneration centers involves two
stages[1, 2]. At thefirst stage, the absorption of a pho-
ton by a molecule of the photogeneration center |eads
to the transfer of a positive charge (hole) from thismol-
eculeto acarbazole group of the polymer and to thefor-
mation of a bound electron—hole pair. At the second
stage, the electron—hole pair either annihilates or disso-
ciates. The probability of dissociating the electron—hole
pair increases with an increase in the external electric
field strength E and the temperature T. The electron—
hole pair dissociation is theoretically described within
the Onsager model for the probability of separating two
charged particles in an isotropic medium [3]. In high
fields E, the probability of dissociating an electron—
hole pair in the Onsager model coincideswith the prob-
ability calculated in the framework of the Pool—Frenkel
one-dimensional model [2]. Note that, in the range 1 x
107 < E < 1 x 108 V/m, the theoretical relationship for
electron—-hole pair dissociation is consistent with the
analytical expression that was empirically obtained
from experimental data on the photocurrent j in amor-
phous molecular semiconductors. Since the photocur-

rent j isdirectly proportional to the quantum yield n of
charge carrier photogeneration, it is assumed that

i OO noexp(—(Wop —BE)) (T =To)/k, (1)

where n, is the quantum yield of electron-hole pair
generation; Wy, isthe activation energy of photogener-
ation, which is equal to the energy of Coulomb attrac-
tion between a hole and an electron in the photogener-
ated electron—hole pair; 3 isthe Pool-Frenkel constant;
k isthe Boltzmann constant; and T, is the characteristic
temperature, which, for PEPC-based films, is equal to
490 + 20 K. From relationship (1), it follows that the n
and j quantities increase with an increasein the field E
and, at E > (Wpy +/B)?, they should be independent of E.
However, this |s not necessarily observed in experi-
ments. An increase in the field E > (Wg,/B)? to pre-
breakdown electric field strengths frequently leads to
an increase in j. The observed deviation of the experi-
mental dependencesn(E) and j(E) from relationship (1)
at high fields can be explained by at least three factors.

First, an electron—hole pair is formed from a photo-
generation center moleculein excited states with differ-
ent lifetimes. The external electric field contributes the
probability of ionizing excited molecules [4, 5] owing
to the decrease in the potential barrier for the transfer of
acharge carrier from the photogeneration center to the
adjacent molecules. This mechanism of increase in the
guantum yield of electron—hole pair photogenerationin
an external electric field was studied earlier for PEPC-
based amorphous molecular semiconductor films
doped with intramolecular charge-transfer complexes
[6] and ionic dyes|[7].

Second, amorphous molecular semiconductors con-
tain organic molecules with an inhomogeneous distri-
bution of charges over the molecular structure, which
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EFFECT OF ELECTRIC FIELD ON THE OPTICAL ABSORPTION

NO,

- CH@
2H5

1427

NO,

- ")
Cobls 3

(b)

Fig. 1. Structural formulas of merocyanine 1 in (a) the ground and (b) excited states.

produce electric inhomogeneities in the bulk of amor-
phous molecular semiconductors. These inhomogene-
ities can be responsible for trapping of nonequilibrium
carriers. The external electric field decreases the bind-
ing energy between charge carriers and electric inho-
mogeneity regions, which manifests itself in an
increase in the photoconductivity with anincreasein E.
This mechanism of trapped carrier release under the
action of an electric field was previously investigated in
PEPC-based amorphous molecular semiconductor
films doped with intramolecular charge-transfer com-
plexes[8, 9] and ionic [10] and intraionic dyes[11].

Third, relationship (1) involves the quantum yield
No of electron-hole pair photogeneration as a multi-
plier. In the photogeneration modelsfor isotropic amor-
phous molecular semiconductors, this quantity is
assumed to be independent of the strength and direction
of an external electric field. Thisimplies that the direc-
tion of escape of a charge carrier from an excited pho-
togeneration center in the course of electron—hole pair
formation should be independent of external factors
and that the spatial distribution of photogenerated elec-
tron-hole pairs over the distances between charges in
electron—hole pairs can be described by a spherica
function. However, photogeneration center molecules
with large dipole moments should exhibit a strong
anisotropy of the probability of intramolecular and
intermolecular electron transitions. In an external elec-
tric field, the probability of intermolecular electron
transitions from these molecules should depend on the
molecular orientation with respect to the field. More-
over, in the case when dipole molecule moments can
rotate in an external electric field E and its strength
increases, the spatial distribution of electron-hole pairs
over the distances between charges cannot be consid-
ered a spherical function. We can expect an increase in
the probability of generating el ectron-hole pairs whose
dipole moment is oppositely aligned with the direction
of the electric field lines. These electron-hole pairs
have the highest dissociation probability. This circum-
stance should result in an increase in n, with an
increase in E. The discussed mechanism of electron—
hole pair photogeneration under the influence of an
electric field in amorphous molecular semiconductors
is similar to the Freédericksz effect, which is well
understood for liquid crystals [12, 13]. However, the
experimental verification and investigation of this
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mechanism for amorphous molecular semiconductors
have received little attention in the literature.

The specific features of the influence of an external
electricfield onthe spatial distribution of photogenerated
el ectron—hole pairsin doped amorphous mol ecular semi-
conductors can be experimentally investigated using
spectroscopic techniques, specifically by analyzing the
effect of an eectric field on photoabsorption and photo-
luminescence. The purpose of the present work was to
elucidate how the external electric field affects the opti-
cal absorption spectraof amorphous molecular semicon-
ductors doped by organic dyeswith different charge dis-
tributions.

2. SAMPLES AND EXPERIMENTAL TECHNIQUE

For this purpose, PEPC-based amorphous molecular
semiconductors doped with polymethine dyes were
chosen as the objects of investigation. Polymethine
dyes can serve as efficient centers of charge carrier pho-
togeneration in PEPC [7]. Owing to the features of their
molecular structure, the distribution and magnitude of
the charge state in these dyes can be varied in a con-
trolled manner [14]. According to these characteristics,
dyes can be divided into three groups.

The first group contains intraionic dyes with a
strong localization of positive and negative charges at
terminal parts of the chromophore in the ground state
[15]. A representative example of these dyesis merocy-
anine 1. The structural formulas of its molecule are
depicted in Fig. 1. Merocyaninein the ground state has
a bipolar structure. The absorption of a photon brings
about the transfer of an excess electron density from the
oxygen atom to the positively charged benzothiazole
heterocycle. Hence, merocyanine 1 in the excited state
has a nearly neutral structure. To put it differently, the
electronic excitation is accompanied by a drastic
decrease in the dipole molecule moment.

The second group primarily involvesintraionic dyes
in which, unlike compound 1, the ground and excited
states are characterized by neutral and bipolar struc-
tures, respectively [15]. An example of these dyes is
merocyanine 2 (Fig. 2).

Unlike merocyanine 1, the dipole moment of mero-
cyanine 2 considerably increases upon light absorption.
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Asymmetric ionic dyes, for example, dye 3 (Fig. 3),
also fall into the second group.

A dye molecule consists of two separate counteri-
ons. Light isabsorbed by achromophore of the organic
counterion. Unlike merocyanines 1 and 2, chro-
mophores of ionic dyes are charged in both the ground
and excited states (see structures in Figs. 3a, 3b). The
total charges of cationic (colored cation) and anionic
(colored anion) dyes are equal to +1 and —1, respec-
tively. These charges are retained in both the ground
and excited states. However, in the case of asymmetric
dyes, particular charges are nonuniformly distributed in
theions. For example, as can be seen from the structural
formula of cationic asymmetric polymethine dye 3, the
positive charge in the ground state is predominantly
localized on a more electron-donating benzimidazole
heterocycle. By contrast, this charge in the excited state
is predominantly localized on the indole heterocycle.

The boundary structures of asymmetric dye 3 (Figs. 3a,
3b) have asimilar cationic form, whereas the structures
of merocyanines 1 and 2 in the ground and excited
states differ radically (one structure is bipolar and the
other structure is neutral). Therefore, the change in
dipole moment upon excitation of asymmetric dyes of
type 3 islessthan that of merocyanines.

Symmetric ionic (cationic and anionic) dyes belong
to the third group. Unlike asymmetric polymethine
dyes, they are characterized by a symmetric distribu-
tion of charge among the terminal heterocycles of acol-
ored chromophore. This is explained by the fact that
symmetric dyes haveidentical terminal groups, asisthe
caseindye4 (Fig. 4). Morerigorous quantum-chemical
calculations demonstrate that the structures of dyes of
type 4inthe ground and excited states (Figs. 4a, 4b) are
not equivalent, even though both states exhibit a sym-
metric charge distribution [14]. The difference between
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the structures shown in Figs. 4a and 4b is caused by
changes in the numerical values of charges on particu-
lar atoms upon excitation. Similar tendencies in the
charge distribution are characteristic of symmetric
anionic dyes of type 5 (Fig. 5).

Thethird group of dyes also includes the symmetric
squaraine-type dyes. They are a variety of intraionic
dyes, which, unlike merocyanines, have bipolar struc-
turesin both the ground and excited states. A represen-
tative of this dye group is squaraine 6 (Fig. 6).

The sampleswere prepared in the form of structures
with a free surface: glass substrate—conducting layer
SnO, : In,O5—polymer film. We used PEPC, poly(sty-
rene) (PS), and poly(vinyl butyral) (PVB) films with a
dye content of 1 wt %. The polymer films were
obtained by drying polymer solutionswith adyein 1,2-
dichloroethane, which were spread over the surfaces of
glass substrates with SnO, : In,O3 layers. The thickness
of the dried films was 1.5-2 um.

The absorption coefficient of the prepared polymer
films and its change in an external electric field were
measured on a KSVU-23 spectrometric computer sys-
tem. Initialy, the absorption coefficient K, of the poly-
mer film without an external electric field was deter-
mined at the chosen wavelength A. Then, the polymer
film was charged in a corona discharge, the variation in
the absorption coefficient with time was recorded to the
attainment of its new quasi-stationary value, and the
absorption coefficient kg in the external electric field E
was determined. These values were used to calculate
the change in the absorption coefficient in the external
electric field: Ok = Kg — K. The polymer film was
charged in a corona discharge with a special electronic
device. The electric field strength E in the film was
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determined from the differencein potential between the
free surface and the SnO, : In,05 conducting layer. The
obtained E valuesvaried in the range (6-10) x 10’ V/m.
The absorption coefficients and ok were measured in
the light wavelength range 400-1000 nm, in which the
optical absorption is observed in dyes and is absent in
PEPC, PS, and PVB. The measurements were per-
formed for unpolarized and linearly polarized light at
different polarization angles. In thelatter case, ahead of
the entrance dlit of the monochromator, an additional
polarizer (with a variable polarization direction) was
put in the light beam passed from the light source
through a polarizer and the studied sample. The exper-
iments were carried out at the temperature T = 293 K.

3. RESULTS

For all samples studied, the external electric field
affects the optical absorption spectra of the PEPC, PS,
and PVB films containing dyes (Figs. 7-9). After the
application of an electric field, this effect manifests
itself in the appearance of maxima and minimain the
OK(A) dependence in the light wavelength range that
corresponds to the absorption maximum of dyes. When
the electric field is switched off, the absorption spec-
trum completely regainsitsinitial form. It isproved that
the replacement of the PEPC polymer matrix with the
PS and PVB matrices leads to a change in the wave-
length A of the absorption maximum of the dye due to
the change in the refractive index and the permittivity
of the polymers [14]; however, this replacement does
not affect the sequence of maxima and minima in the
0K(A) dependence. The sequences of maxima and min-
ima are aso identical in the dk(A) dependences mea-
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Fig. 9. Wavelength dependences of (1) the absorption coef-
ficient and (2) its change in the electric field for PEPC films
with dye 4. Dye content is 1 wt %, E = 8 x 107 V/m.

sured for the samples with polymer films containing
dyes of the same group. The magnitudes of dk increase
with an increasein strength of the external electric field
but remain independent of the polarization of incident
and passed (through the sample) light. After the appli-
cation of an external electric field, the absorption coef-
ficient changeswith the rate of film surface charging for
a time of no longer than 0.2 s for polymer films with
dyes of the second (dyes 2, 3) and third (dyes 4-6)
groups and for a time of more than 20 s for polymer
films with dyes of thefirst group (dye 1).

The difference of the polymer filmswith dyes of the
first group (dye 1) from the films with dyes of the sec-
ond (dyes 2, 3) and third (dyes 4-6) groups also liesin
the fact that the k coefficient for the former filmsin an
external electric field decreases over the entire wave-
length range corresponding to the long-wavelength
absorption maximum. Specifically, as follows from the
dependences K(A) and dk(A) for the PEPC films with
dye 1 (Fig. 7), thelocation of the minimum in the dk(A)
dependence coincides with that of the maximum in the
K(A) dependence.

In the case of polymer films with dyes 2 and 3 (sec-
ond group), as the light wavelength decreases (begin-
ning with the long-wavelength absorption edge), the
OK(A) dependence exhibits first a maximum and then a
minimum. This sequence of the extrema in the dk(A)
dependence for the PEPC films containing a dye of the
second group is displayed in Fig. 8. Note that the
dependence under consideration changes sign near the
light wavelengths that correspond to the absorption
maximum of the dye, and the difference in locations of
the maximum and the minimum in the dk(A) depen-
denceis approximately equal to 40 nm (~0.35 eV).

For thethird group (dyes4-6), with adecreaseinthe
light wavelength (beginning with the long-wavelength
absorption edge), the dk(A) dependence shows first a
minimum and then a maximum (Fig. 9). It should aso
be noted that the dk(A) dependence changes sign near
the light wavel engths that correspond to the absorption
maximum of the dye, and the difference in locations of
the minimum and the maximum in this dependence is
about 110 nm (~0.49 eV).

4. DISCUSSION

For al three groups of dyes, the absorption spectra
completely regain their initial shape after switching off
the electric field. The spectra are regularly reproduced
after each application of the field. Consequently, the
spectral effects described are unrelated to the decompo-
sition of the dyes. It can be assumed that the changes
observed in the absorption spectra of the polymer films
with dyesin an external electric field are caused by sev-
eral factors.

A decrease in the absorption coefficient of the poly-
mer films with an increase in the electric field strength
can be explained by theincrease in the concentration of
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Fig. 10. (a) Energy diagrams and electron transitions in a
molecule of dyes of the second group and (b) the depen-
dencesk(A) and dk(A) for these transitions.

charge carriers due to photogeneration of electron—hole
pairs and their separation in the electric field as aresult
of the charge transfer between molecules. This should
bring about a change in the charge state of dye mole-
cules, adecrease in theintensity of the absorption band
of the dye, and the appearance of absorption bands
associated with radicals of the dye and molecules
involved in the charge carrier transfer. However, the
effect of electric field on the absorption spectra of the
dyesisobserved not only in the PEPC films (character-
ized by photogeneration and a transfer of charge carri-
ers) but also in the PS and PVB films in which photo-
conductivity is absent. Moreover, the maxima in the
OK(A) dependences for the PEPC films with different
dyes are observed at different light wavelengths; hence,
these maxima cannot be identified with the absorption
maxima of carbazole cation radicals formed upon pho-
togeneration and atransfer of holes.

The second possible reason for the change in the
absorption spectraisthe splitting of the electron transi-
tion energies in the electric field (Stark effect). How-
ever, the dependences dk(A) for the studied samples
with dyes of the first group exhibit only a minimum in
the range corresponding to the absorption band of the
dye. Any maxima that would be characteristic of the
Stark effect [16] are absent. In the case of sampleswith
dyes of the second and third groups, the location of the
minimum in the dk(A) dependence does not coincide
with the location of the maximum in the k(A) depen-
dence and the considerable energy separation between
the maxima and minima in the dk(A) dependences
(Figs. 8, 9, curves 2) islarger than that expected for the
Stark effect in the electric fields used [16]. Further-
more, the absorption spectra are unaffected by the
polarization of the incident light. Therefore, even
though the effects under consideration are associated
with the polarizabilities of dye moleculesin an electric
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Fig. 11. (a) Energy diagrams and electron transitions in a
molecule of dyes of the third group and (b) the dependences
K(A) and dk(A) for these transitions.

field, this phenomenon calls for more detailed investi-
gation.

We assume that the change in the absorption spectra
of the polymer filmswith dyesin an electric field is pri-
marily determined by the polarization of electron shells
of dye molecules. However, in the case of dye mole-
cules with a large dipole moment, the observed effect
can also be caused by the change in the molecular ori-
entation.

The dyes of the first group in the ground state have
a pronounced bipolar structure and are most strongly
affected by the external electric field. The mechanism
of thiseffect can be explained by theincreasein the dif-
ferences between the structures in the ground and
excited states, which is accompanied by a broadening
of the absorption band and a decrease in its intensity
[14]. Moreover, molecules of these dyes are prone to
reorientation in the electric field. For this reason, they
are characterized by a decrease in the absorption coef-
ficient over the entire spectral range of the long-wave-
length absorption maximum. Note aso that the large
duration of change in K after switching on the electric
field can be associated with the rotational mobility of
dye molecules in the polymer matrix. The mechanism
of this phenomenon issimilar to the Freédericksz effect
[12, 13].

For dyes of the second and third groups, the time of
variations in the absorption spectra after switching on
the electric field is short and can be determined by the
polarization of electron shells of dye molecules. This
mechanism consists in redistributing the electron den-
sity among terminal parts of the T-conjugated system.
Therefore, the features in the dk(A) dependences are
brought about by the electronic structure and the sym-
metry of dye molecules. The latter circumstance can be
explained using energy diagrams for the ground and
excited states of a dye molecule.
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For molecules of dyes of the second group, the elec-
tron transitions from the ground to thefirst excited state
prior to (transition 1) and after the application of an
electric field (transition 2) are depicted by vertical
arrowsin Fig. 10a. Inthe electricfield, the electron den-
sity isredistributed compared to the initial equilibrium
distribution over nuclei of the atoms forming the mole-
cule. As aresult, the initial asymmetric distribution of
the electron density among terminal parts of the mole-
cule is averaged throughout the molecular structure,
which can be represented as the averaging of the elec-
tron density over regions near atomic nuclei. Conse-
guently, the potential energy minimum of the ground
state becomes closer to that of the excited state. The dif-
ferences between the locations of the potential energy
minima in the ground and excited states are desig-
nated by the generalized coordinates Q; (without the
electric field) and Q, (with the electric field) (Fig. 10a).
Figure 10b schematically shows the absorption lines 1
and 2 (in the absence and in the presence of the electric
field, respectively), which correspond to transitions 1
and 2 in Fig. 10a, and the expected change dk(A)
(curve 3) in the absorption spectrum of the asymmetric
polymethine dye in the electric field. Note that the
sequence of the maximum and minimum in the dk(A)
dependence in Fig. 10b agrees with that for polymer
films with dyes of the second group (Fig. 8).

The symmetric dyes of thethird group are character-
ized by a uniform distribution of the electron density
among terminal parts of the T-conjugated system of the
molecule in the ground state. The application of an
external electric field results in the breaking of this
symmetry due to the redistribution of the electron den-
sity along the electric field lines. As a consequence, the
potential energy minimum of the ground state moves
away from that of the excited state. For this situation,
the electron transitions from the ground to the excited
state in the absence (transition 1) and in the presence
(transition 2) of the electric field are displayed in
Fig. 11a The absorption lines 1 and 2 of electron tran-
sitions (without and with the electric field, respectively)
and the expected change dk(A) (curve 3) in the absorp-
tion spectrum of the symmetric polymethine dye in the
electric field are depicted in Fig. 11b. It should also be
noted that the sequence of the maximum and minimum
in the dk(A) dependence in Fig. 11b is in agreement
with that for the polymer films with symmetric dyes of
the third group (Fig. 9).

5. CONCLUSION

Thus, changes in the absorption spectra of the films
containing dyes of all three groups are observed in the
range of the long-wavelength absorption maximum of
the dye under the influence of an external electric field.
These changes can be explained by the spatial redistri-
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bution of the electron density in the electric field. Con-
sequently, the external electric field induces the anisot-
ropy in the distribution of dipole moments of electron
transitions inside the dye molecules. Upon photogener-
ation, this can result in the predominant transfer of
charge carriers from dye molecules to the amorphous
molecular semiconductor along the electric field lines.
Therefore, it should be expected that, in doped amor-
phous molecular semiconductors, an increase in
strength of the external electric field can result in an
increase in the quantum yield of electron-hole pair
photogeneration due to the induced anisotropy of the
photogeneration centers themselves.
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Abstract—A kinetic scheme of transformations and annihilation decays of positron and positronium statesis
considered in the bulk of acrystal in the crystal skeleton, and on the surface and in the bulk of pores of porous
silicon. Formulas relating the intensities of temporal components of annihilation decay to the rates of decays
and transformations of positron and positronium states in the pore volume are derived. The rate of interaction
with the pore surface, accompanied by the formation of the surface state of a positronium atom, is estimated at
107-108 s1, while the estimated value for the pore radiusis=2 nm. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Porous silicon, obtained by anodizing silicon single
crystals in acidic alcoholic solutions of HF, is widely
used in the manufacture of semiconducting devices,
light-emitting devices, and micromechanical instru-
ments and devices [1]. The structure and properties of
porous silicon (specific surface and specific monocrys-
talline structure) depend primarily on the conditions of
anodizing and thermal treatment. The properties of
porous silicon, including defects of the open volume
type, are often studied by using the positron annihila-
tion technique [1-6].

Earlier investigations proved [1] that porous silicon
contains a component with alifetime varying between
400 and 600 ps. The intensity of this component
depends strongly on the anodizing conditions, anneal-
ing temperature, and the properties of porous silicon.
Itoh et al. [4] discovered along-lived temporal compo-
nent with a lifetime of several tens of nanoseconds
whose intensity was determined by its pore size. The
presence of this component is usually attributed to the
formation of orthopositronium (ortho-Ps) in the porous
layer. The authors of [4] aso measured the narrow peak
associated with the decay of parapositronium (para-Ps).
They calculated [5] the mean pore radius from the
measured lifetimes of ortho-Ps, which was found to be
~1 nm. Suzuki et al. [2] probed a porous silicon layer
10 pm thick with a monochromatic positron beam and
concluded that positronium is formed on the pore sur-
face. Theintensity and lifetime of the positronium com-
ponent strongly depended on the sample temperature
and the annealing temperature. Shantarovich et al. [3]
used methods of angular and temporal spectrometry to
obtain information on the number and size of poresin
porous silicon on a polycrystalline substrate. It is
shown that the size distribution for pores has a peak of

the order of 10 e for aradius of approximately 7 A.
The distribution is asymmetric and extends towards
larger radii. Knights et al. [6] studied porous silicon
using a monochromatic beam of slow positrons. They
observed large values of the shape parameter for the
Doppler broadening of the annihilation line (DBAL),
corresponding to positron annihilation in the porous
layer and to para-Ps decay. The thickness of the porous
layer calculated taking into account its density isin sat-
isfactory agreement with the results of elipsometric
measurements. Experiments [6] proved that a SO,
layer of considerable thickness exists on the pore sur-
face.

It should be noted that in the publications mentioned
above, a detailed analysis of positron and positronium
states in the bulk of poresis presented, but these states
were not investigated in the substrate crystal and in the
crystal skeleton. In the present paper, we will carry out
such an analysis in order to systematize the properties
and clarify the problem as awhole. In other words, we
will study the kinetics of transformations and annihila-
tion decays of positron and positronium states typical
of materials with a developed surface [7-14].

2. POSITRON AND POSITRONIUM STATES
IN POROUS SILICON

Thetheory of positron statesin porous systemswith
adeveloped surface[15-19] and in perfect silicon crys-
tals [20] has been considered by many authors. The
concepts developed in these publications (especially in
[14, 15, 20]) can also be applied to porous silicon
alongside the possible concepts of positron states in
defect-free silicon crystals [20]. We will consider
porous silicon as a system consisting of two sub-
systems: (1) the bulk of the monocrystalline substrate

1063-7834/01/4308-1433%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Fig. 1. Kinetic diagram of transformations and annihilation
decay of positron and positronium statesin asilicon crystal
and in the crystal skeleton of poroussilicon.

and of the crystal skeleton of porewallsand (2) the sur-
face and bulk of a porous oxidized surface layer coated
with SiO, [2, 4, 5], aswell asthe bulk of pores. Accord-
ing to the results of our earlier publications [19, 20],
quasi-free positrons and Ps atoms being converted into
Wheeler complexes Ps(eete) at free charge carriers
can be observed in the general case [21] in the bulk of
monocrystalline silicon and the crystal skeleton of
poroussilicon at theinitial instant of time. According to
[1-7], positrons and positronium in the bulk of pores
and the surface states of Ps atoms were observed in a
porous layer. Let us consider the conditions for the for-
mation and properties of these states in degased n-type
semiconductors [14] in a consistent manner in order to
exclude the effects of interaction between ortho-Ps and
oxygen molecules from the atmosphere. We assume
that the pore surface is coated with a SiO, layer, so that
normal positronium is formed on the surface of the
semiconducting oxide (in contrast to quasi-positronium
in the bulk of the crystal). In this case, a high Psyield
is possible in porous silicon as follows from the condi-
tions for the formation of the Ps atom and for its
dynamic stability [19].

The properties of positron and positronium statesin
the bulk of a silicon single crystal were considered in
[20]. Specia attention was paid to Wheeler complexes
and quasi-free positrons, whose annihilation in semi-
conducting Si single crystals limits the lifetime to a
value of 1, = 2.24 x 10 siin the bulk, which satisfac-
torily agrees with the experimental value 1, = (2.22 +

0.02) x 109 s, Positrons and positronium emitted from
the surface of the oxide layer of poresinteract with the
pore surface. Proceeding from the experimental data
[1-7] and the concepts of positron and positronium
states in porous silicon described above, we assume
that the main types of states existing at a certain instant
t are free quasi-positrons in the bulk of the monocrys-
tallinelayer and inthe crystal skeleton of poroussilicon
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et e*(Ps)
(1-0,)1-a) (1-m0Q,

nbp(t)

gy 'k,
p “bpp a1
P

g;’ [kpx = g;’ Ilzk]izx =k,

st

2y 2y
pb
2y
)\ s, 1

pps

Fig. 2. Kinetic diagram of transformations and annihilation
decay of positron and positronium states in porous silicon.

with a concentration ny,(t). The fraction of free quasi-
positronsis equal to a(1 — Q,), where a isthe fraction
of positronsannihilated in the bulk of the crystal and Q,
isthe positronium yield in the bulk of the crystal during
the slowing down of positrons. Free quasi-positrons
either annihilate in the two-quantum manner at a rate
Ay OF undergo transitions to positronium states with a

concentration n,(t) at rates g3 'k, {pb} (g;' arethe
statistical weights of parapositronium (s) and orthop-

. . . _ t _ .
ositronium (t): g?, =1/4and g, = 3/4) with decay rates

)\?,g . Inthe bulk of the crystal, positronium can be con-
verted at free charge carriers into Wheeler complexes
n,(t) a aratek,,; they decay in atwo-gquantum manner
with the rate constant A, The diagram of annihilation
decays and transformations of positron and positron-
ium statesis presented in Fig. 1.

Figure 2 shows the diagram of transformations and
annihilation decays of positron and positronium states
inthe bulk of poresand on the surface of poroussilicon.
The main types of positron and positronium states in
this case are positron states with concentration ny(t)
[whose shareis (1 —a)(1 - Q)] and positronium states

with concentration n‘:;;,(t) [whose shareis(1-a)Q] in

the bulk of pores, where 1 —a is the relative number of
positrons annihilated in the bulk of pores and on the
surface of porous silicon and Q, is the positronium
yield in the bulk of pores and on the surface of porous
silicon during the slowing down of positrons. Free
positrons with concentration ny,(t) interact with the

pore surface at a rate gf; tkbIDp and form Ps atoms with

concentration Ny, (t) or are annihilated in the two-
quantum manner as aresult of collisions at rates Ay, In
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turn, Ps atoms of concentration nfggs(t) interact with
the pore surface and either form surface states of Ps

atoms with concentration npps(t) a rates g 'k px =
gp zi kpX = kx(kpx istherate of thei-typeinteraction)

or decay at rates )\‘?;; as aresult of collisions with the
surface. The surface states of Ps atoms decay at rates

st
Aops -

3. KINETICS OF TRANSFORMATIONS
AND ANNIHILATION DECAYS OF POSITRON
AND POSITRONIUM STATES IN POROUS
SILICON

Taking into account the positron and positronium
states considered above (Figs. 1, 2), we can write asys-
tem of kinetic equations for their transformations and
annihilation decays as follows [22, 23].

For the processesin the bulk of the crystal andinthe
crystal skeleton of pores, we have

dn
d_,fb = —~(App + Kpp) Moy = —HippNpps (1
dnSt
d,fb = gztkbpnbb - ()\zg + Kyp) n;'k; @
= 9?)' tkbpnbb - u;s)t;bn?)’t;a
dnWb

gt gp kwbnls’al; = Ao Nup- ©)

The system of equations (1)—3) for the bulk of thecrys-
tal and for the crystal skeleton of poresis supplemented
with theinitial conditionsfor t = 0O:

Np(0) = a(1—Qy)No, n?)b(o)"‘ntpb(o) = aQpNo,
N56(0) no(0) = 2aQuny, (4

nWb(O) = 0.

For the most probable processesin the bulk of pores
in porous silicon and on its surface, we have

1
= Zaanm

dn
pr = _(}\bp+ kbpp)nbp = _ubpnbpv (5)
dns _ S S/y S S
dfp - gpkbppnbp - gp()‘pp + kpx)npp (6)
_ s s
- gpkbppnbp_gp”ppxnpp'
dn t t
e —
gpkbppnbp p()‘pp + kpx)npp
dt @)
_ .t t t
- gpkbppnbp_gp“ppxnpp'
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dn;
dE[)ps gpk nPPS )‘ppsn?)ps' )
dntpps_ ty, ot tt
dt _gpkxnpps_)\ppsnpps- (9)

The system of equations (5)—9) is supplemented
with the initial conditions

Mpp(0) = (1—0)(1-Qp)ny,
Mep(0) + Npp(0) = (1—a)Qpn,

t (10
2(1L-c)Quno,  Mhy(0) =

n;p(o) = g(l_o‘)Qpnof

(0) = n\ (0) = 0.

pps pps

According to the results of our early publications
[22, 23], the observed time spectrum for the system of
equations (1)—(3) is determined by four components,

1 dng

ny(t) = —ma = Hppl op €XP(—Hppt)

(11)

st st

+ Uopbl pp XP(— Upbb) + Aol wb €XP(—Ayp)

where Iij aretheintensities of the Tij componentsin the
time annihilation spectra; i.e.,
U= .

Solving the system of equations (1)—(3) with the initial
conditions (4), we obtain from Eq. (11) the following

valuesof 1/, i.e., thedecay constants p/ and A! for var-
ious Ti components in the time annihilation spectra:

k k
lop = a(l_Qb)%l_gp = _gp = : E,
Hpb _)\pb Moo — A pp (12)
1
— = Hpp = App + Kops
bb

s s Ky s Kk
Ipbzgpo‘Qb%l_—.S : %+a(l_Qb)gp bpsa

Hpbb — Awb Hpp —App
1 (13)
= = u;bb = )\Spb + Kyp,
pbb
Itpb_ gtpaQb%l_ : w0 D"'O((l Qb)gp T
Hpbb — wb }(\12)
1
Tt_ = p'tpbb = )\tpb + Ky,
pbb
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kW kW
lup = G50 Qp——"2— + g, Qy——2—,
Hpbb — Awb Hpbb = Awb (15)
1
Awp = —.
b wa

In the case described by the system of equations (5)—
(9), the observed time spectrum in the bulk of porous
silicon and on the pore surface contains five compo-
nents:

1 dn
np(t) = —md—tp = Mpp! bp€XP(—Hppt)

s s s 16
+ MppxI ppexp(_uppxt) + utppxl :Jpexp(_utppxt) ( )

+ )\;psl ;psexp(_)\;sxt) + )\tppsl ;)psexp(_)\tppst)-

Solving the system of equations (5)—(9) with theini-
tial conditions (10), we determinefrom Eqg. (16) thefol-

lowing values of |!, as well as the decay rates p! and

)\ij for various Tij components in the time annihilation
spectra:

<K k
Iy = (1-a)(1-Q,)H —g L%’—p—g},—bf—%

pp Hpp (17)
1
.[—— = pr = }\bp+ kbpa
bp
k
e = g;(l_a)Qp%_#E
ppx ~ “pps
k
+(1-a)(1-Qp)gy—2—, (18)
Hbp_)‘pp
1 _ _
_[s_ - “pr - )‘spp"'kpx’
ppX
_ At Kx ]
lop = gp(l-G)Qp%L-TT—D
ppx ~ “*pps
k
+(1-0)(1-Q,)gp—2—, (19)
“bp_)‘pp
_ ot 5t
Tt— = Hppx = )‘pp+kpx’
ppX
S S kx l S
| ops = gp(l_a)QpW’ _[s_ = Apps: (20)
ppx — N pps ppX
K, 1
| ops = gtp(l—O‘)Qpﬁ’ = Nops: (21)

ppx — “pps pps

Thus, in accordance with Egs. (12)—<(15) and (17)—(21),
the time annihilation spectrum for porous silicon is

determined by nine components with lifetimes Tij At
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the same time, most experiments on annihilation [1-7]
prove that the time spectrum can be resolved into three
components: 1,(1,), T5(1,), and 14(13). According to I1toh
et al. [5], the values of these components for some
porous silicon samples are T, = 230 ps (I, = 47-91%),
T, = 580-1030 ps (I, = 3-7%), while the values of t4(l3)
considerably depend on the method of sample prepara-
tion. For instance, T3 = 25800-36300 ps (1; = 6-18%) for
samples obtained for a current density of ~ 100 mA/cm?,
while for samples obtained for a current density of
~10 mA/cm?, these parameters are T3 = 4500-5300 ps
(I3 = 1-2%). It is found that the curves describing the
angular distribution of annihilation photons contain a
narrow component |y and that the parameter S of the
Doppler broadening spectrais smaller than the value of
Sfor bulk silicon.

Consequently, proceeding from these experimental
data and in accordance with our earlier results[22, 23],
we can single out in Egs. (12)—«15) and (17)—21) three

t

groups of lifetimes: 1y, 13 = TLpS = UApps, and 1, =
t o _ t . .
Tppx = U Wy, Which are given by
S S S S
_ _ Tolo+ Toplop * Tppsl pps + Topl p
T, =Tu = S 5 (22
|b+|bp+|pps+|pp

where 1, is the bulk lifetime in perfect silicon crystals
and |, isdefined as

o =0 = Loy + I op+ 1op + 1y (23)
In accordance with what has been said above, the

long-lived components T4(l5) and 1,(1,) in the bulk of
porous silicon are given by

Tg = 1A = Tpps = 1A, (24)
t t kx
I3 = lpps = Op(1-0)Q—2—, (29)
ppx_)‘pps
T, = U, = Ty = U, = V(N +ky),  (26)
where
Ao = Appo + A, (27)

Here, Ao = 0.714 x 107 s is the 3y annihilation rate
of ortho-Psin the bulk of apore, whichis, in generd, a
function of the poresizefor small radii [9]; A, istherate
of pick-off annihilation of ortho-Ps due to a collision
with a pore wall; and k, = g5 'k, = g‘:;tzi Koy is the
rate of interaction of ortho-Ps with the pore surface,
which involves the rates of ortho—para Ps conversion at
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surface paramagnetic centers. The intensity |, is given
by

Ky
I, = 1 = gh(1—a) QA - ——F

) ppx — “\pps (28)
+(1-a)(1-Qy)—=—.
pbp_ pps
Expressions (25) and (28) for ky,, — Olead to
I, +15 = gy(1-a)Q,. (29)

Substituting this expression into Eq. (25), we obtain
I 3 — kx kx

= = , 30
L+ 15 “tppx_)\t Ao—As (30)

pps

or

I3

kX_ (AZ )\3)|2+|3'
Thus, it becomes possible to determine the interaction
rates of ortho-Ps with the surface, accompanied by the
formation of the Ps surface state, directly from the
experimental data on t4(13) and T,(1,). Proceeding from
Egs. (24) and (27), the rate A, = 1/1, can be written in
the form

(31)

)\2 = )\tpp0+)\p+ kx, (32)

where A, and k, are the rate of annihilation and the rate
of formation of the Ps surface state, respectively. The
guantum-mechanica calculations of A, = 1/1, carried
out in [9] alowed us to establish the relation between
A, and the pore radius R, with an approximate average
experimental value T

A, = 2[1-R/R,+ (2m) 'sin(2nR/R,)],
where

(33)

R=R,—Ry, Ry = 1.656 A.
Here, Ry, isthe effective size of the positronium annihi-
lation region in the pore walls.

Thisenabled usto useformulas (31) and (33) to esti-
mate, on the basis of the experimental data [2, 5], the
values k, = 10'-10® s* and .. = 2 nm, which arein
accordance with the results obtained by other authors
[2]. Thus, the value =2 nm of the pore radius following
from Eg. (33) corresponds to A, = 10° s**. Comparing
this value with k, = 108 s, we may conclude that the

chemical interaction of orthopositronium in a pore
reduces the lifetime by approximately 10%.
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Abstract—Thelocal partial and total densities of statesin CuGa(S,Se; _,), (x=0, 0.17, 0.33, 0.50, 0.67, 0.83,
and 1.0) solid solutions are cal culated by the local coherent potential method within the virtual crystal approx-
imation. The lattice parameters of the chalcopyrite solid solutions under investigation are determined in the
framework of the Jaffe-Zunger theory with the use of the Pauling tetrahedral radii. It is revealed that the band
gap E, linearly depends on the sulfur concentration x in the anionic sublattice. This result isin agreement with
the expen mental data, but the theoretical band gaps E are found to be approximately 0.5 eV |essthan the exper-

imental values. © 2001 MAIK “ Nauka/lnterperlodlca

1. INTRODUCTION

Solid solutions in the CuGaS,—~CuGaSe, system
exhibit complete solubility; i.e., they can exist at any
sulfur concentration x in the anionic sublattice [1]. For
the most part, the properties of CuGa(S,Se; _,), solid
solutions have been thoroughly investigated experi-
mentally. In particular, their photoluminescence and
reflectivity spectra were analyzed in [2, 3]. Bodnar et
al. [4] studied the microhardness of CuGa(S,Se; _,)-,
(and a number of other) solid solutions. Experimental
and theoretical investigations into the electronlc band
structure of different chalcopyritesof the A'B!"'C' type
and their solid solutions were reported in [5—11]

In calculations, the electronic band structure of the

AB"'CY'-type compounds is traditionally compared
with that of isoelectronic and isostructural binary com-
pounds of theA"BV! type. Under normal conditions, the
majority of the A'"BV! binary compounds crystallize in
a sphalerite (zinc blende) lattice, which can be repre-
sented as two face-centered cubic sublattices shifted
relative to each other by aquarter of the principa diag-
onal of the cube. In this structure, the nearest environ-
ment of each anion (cation) involves four cations
(anions) occupying the vertices of a regular tetrahe-
dron. In al the A!"BV' chalcogenides, the valence band
top is predominantly formed by the p electron states of
the anion and the conduction band bottom is deter-
mined by the s and p states of the cation and the p and
d states of the anion [12, 13].

The CuGa(SSe,_,), solid solutions, as well as
CuGaS, and CuGaSe, compounds, crystdlize in a chal-
copyrite lattice, which, to a first approximation, can be
considered a sphalerite lattice doubled aong the z axis
(the crystal lattice is specified by two unit-cell parame-

ters, namely, the parameter a dong the x and y axes and
the parameter ¢ = 2a adong the z axis). However, unlike
the sphalerite lattice, the face-centered cationic sublat-
tice contains metals of two types; i.e., this sublattice can
be separated into two sublattices, one of which contains
only Cu atoms and the other is composed of Ga atoms.
As a result, the perfect tetrahedral environment of CV!
atoms becomesdisturbed. Thisdistortionisusually spec-
ified by two parameters. the tetragonal contraction
parameter, which characterizes the deviation of the lat-
tice parameter ¢ from 2a (the distortion along the zaxis),
and the displacement of the CV! atom from the tetrahe-

dron center in the xy plane. In al the AIB"'C}' chalco-
genides, the valence band top is predominantly formed
by the p states of the CV! nonmetal and the d states of the
A! noble metal [12, 14], whereas the conduction band
bottom is determined by the s states of the B"' metal, the
p states of the B'"' and CV'! atoms, and the d states of the

CV! atom. A specific feature of A'B"'CY' ternary com-
poundsisthat the d electron states of the noble metal are
localized near the valence band top, which leadsto sym-
metry-allowed hybridization of the p states of the CV!
nonmetal and the d states of the A' noble metal (the d-s,
p resonance [15]). Thisfeature brings about a substantial

decrease in the band gap of A'B'C}' ternary semicon-
ductors as compared to the band gap of isoelectronic
binary analogs of the A"BV' type.

The lattice parameters of A'B"'C}' solid solutions
change according to Vegard'slaw [16, 17]. The available
experimental dataal so indicate that the band gap linearly
depends on the solid solution composition [1, 16] and
increases with an increasein the sulfur content, whichis
consistent with the changein color of these crystalsfrom
light green for CuGas, to black for CuGaSe, [17].

1063-7834/01/4308-1438%$21.00 © 2001 MAIK “Nauka/Interperiodica’



EVALUATION OF BAND GAPS

2. CALCULATION TECHNIQUE

The crystal muffin-tin potential was calculated
according to the scheme proposed by Vol'f et al. [18].
Within this approach, the crystal charge density is
determined from the overlapped atomic wave functions
of the components of the compound under investiga-
tion. Then, this density is used to construct both the
exchange and Coulomb components of the crysta
potential. The electrostatic potential of the sublattices
(the Madelung potential) should also be taken into
account. The exchange component of the potentia is
calculated within the X,-approximation.

The local coherent potential method was devel oped
by Gyorffy [19] for calculating the local partial densi-
ties of states in disordered substitutional solid solu-
tions. This approach was repeatedly used in our earlier
worksin calculationsfor pure compounds and different
solid solutions [12—14, 20]. The basic equations of this
method were described, for example, in [12].

The solid solutionswere simulated by effective scat-
terers in the virtual crystal approximation. The metal
sublattices were composed of real scatterers, and the
anionic sublattice consisted of effective scatterers with

t7'(E) = xt°(E) + (1-x)t°(E), 1)

Here, t; and t° arethe single-sitet scattering matrices

for sulfur and selenium, respectively. In order to calcu-
late the local partial densities of states for sulfur, we
constructed a cluster centered at the sulfur atom. The
coordination spheres of the cluster were filled with
metal atoms and effective scatterers (instead of the sul-
fur and selenium atoms). For each type of atomsin the
compound, we constructed a particular cluster and cal-
culated the total density of states according to the for-
mula

Na(E) = 3 n(E)+ 3 n*(E)
| I (2)
+2Exz n(E) + (1-x)2n?‘*(EE.
0 4 ] U

Jaffe and Zunger [21] proposed atheory for calculating
all lattice parameters of any chalcopyrite from the
atomic radii of its constituent elements. This approach
makes it possible to calcul ate the el ectronic band struc-
ture of a particular compound without invoking a need
for additional experimental information. Thismethod is
indispensable in the case when experimental data on
the lattice parameters of chalcopyrite compounds are
unavailable. In the present work, the lattice parameters
of al the studied solid solutions (including CuGasS, and
CuGaSe, compounds) were calculated according to the
Jaffe-Zunger theory with the use of the Pauling tetrahe-

dral covaent radii ria. By designating the lengths of
bonds between the corresponding atoms in the
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CuGa(S,Se; _ ),

Total DOS, arb. units

Energy, eV

Fig. 1. Calculated total densitiesof statesin CuGa(S,Se; _y)»

solid solutions for clusters containing approximately
150 atoms.

A'B"'CY' compounds as R, and Rec, We calcul ated the

parameters of chal copyrite from the following relation-
ships[21]:

_ /A C _ B C
Rac = Met e Rec = Ma t e

a :J 12a°
2B + 0 — /(2B + 0)? — 180 3
N = 8(8—20()1
3a
u= %—%A/an—l,

wherea = Ri. — R3c and B = R3¢ + Ric.

The calculated parameters are linearly dependent on
the sulfur concentration in the anionic sublattice and
exceed the experimental values by approximately 0.1 A.

In all the calculations, the clusters contained
approximately 150 atoms.

3. RESULTS AND DISCUSSION

Figure 1 shows the calculated total densities of
states in the CuGa(S,Se, _,), solid solutions at sulfur
concentrations x = 0, 0.17, 0.33, 0.50, 0.67, 0.83, and
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CuGa(S,Se; _ ),
2.4

22
Experiment

2.0

1.8

¢ ¢

o -

-
-
~ o

—— CuGaSe,
--- CuGaS,
(model)

e ————

Total DOS, arb. units

1.6 - _ .~ Calculation -
e~ 1
-7 - n —— CuGaSe,
1.4_ /”’ || -~ CuGaSZ
-7 ° Model o | || (model)
1.2F
1.0 . . . . | -
0 0.2 0.4 0.6 0.8 1.0

Concentration, x

Fig. 2. Dependences of the band gap E, on the sulfur con-
centration in the anionic sublattice 0% CuGa(S,Se; _y)»
solid solutions. The experimental data are taken from [22].

1.0inthe anionic sublattice. Asfollows from the calcu-
|ations, the substitution of sulfur for selenium does not
lead to the formation of new levelsin the band gap but
resultsin agradual energy shift of the valence band top
and the conduction band bottom. In this case, the
valence band top shifts to the low-energy range,
whereas the conduction band bottom is displaced
toward the high-energy range. As a consequence, the
band gap increases with an increase in the sulfur con-
centration.

The dependence E(x) of the band gap on the solid
solution composition (gsee Fig. 2, table) was determined
from the total densities of statesfor solid solutionswith
different concentrations x. This dependence exhibits a
linear behavior, which isin agreement with the experi-
mental data. At first glance, it would seem that this

Calculated and experimental band gaps E; (€V) in
CuGa(S,Se; _,), solid solutions

Concentration x Calculation Experiment [22]
0.00 123 1.70
0.17 131 -
0.25 - 1.87
0.33 153 -
0.50 1.68 2.08
0.67 173 -
0.75 - 2.29
0.83 1.88 -
1.00 2.04 2.50
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Energy, eV

Fig. 3. Calculated total densities of states in CuGaSe, and
CuGaS,. Dashed lines are the total densities of states in
CuGaS, with the lattice parameters characteristic of

CuGaSe,.

result istrivial, because the crystallographic parameters
change according to Vegard's law and the linear combi-
nation of the single-site scattering matrices of sulfur
and selenium in the virtual crystal approximation is
used instead of the single-site scattering matrices them-
selves. However, thisis not the case. In our recent work
[13], the electronic band structure of isostructural and
isoelectronic binary analogs of CuGa(S.Se; _,), solid
solutions, namely, the ZnS,Se; _, solid solutions, was
calculated by the local coherent potential method
within the virtual crystal approximation. It was proved
that there is a substantial quadratic contribution to the
dependence Ey(x) [13]. In the present work, we quali-
tatively determined how the change in the Cu-S (or
Cu-Se) distance affectsthe electronic band structure of
the compound (thisisthe main problem associated with
the virtual crystal approximation for which the differ-
ence between the Cu—S and Cu-Se bond lengths is
ignored). In addition, we carried out model calculations
of the electronic band structure of CuGaS, with the use
of the lattice parameters characteristic of CuGaSe,
compounds. Figure 3 shows the calculated total densi-
ties of states in comparison with the total densities of
states in “true” CuGasS, and CuGaSe,. It can be seen
that the change-over from the crystallographic parame-
ters of the CuGaS, compound to those of CuGaSe,
leads to a shift of the valence band top and the conduc-
tion band bottom toward each other in such a way that
the band gap of model CuGasS, coincides with the band
gap of CuGaSe,. Note that the shape of the total density
of states in the valence band is virtually identical for
both true and model CuGaS, but essentially differs for
CuGas, and CuGaSe,.
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EVALUATION OF BAND GAPS

As can be seen from Fig. 2, the theoretical band gaps
E, arelessthan the experimental values. According to the
results of model caculations, this discrepancy can be
explained by the difference between the used and exper-
imental lattice parameters of the studied chalcopyrites.
Indeed, the band gaps E;, which were estimated from the
caculated total densties of states for CuGaS, and
CuGaSe,, proved to be closer to the experimenta values
of Ey. However, as follows from the data reported, for
example, inreview [21], thereisaconsiderable scatter in
the lattice parameters of CuGaSe, and, especialy,
CuGaS,. Inthis case, the choice of the lattice parameters
becomes ambiguous. We were primarily interested in the
trend of the Ey(x) curve. Inthisrespect, the above scheme
for calculating the lattice parameters of the studied chal-
copyritesand their solid solutions should lead only to the
same systematic absolute error in determination of Eg,
whichisclearly seenin Fig. 2.

The differences in the band gaps E; are virtualy
identical (0.8 eV) for the ZnSSe,_, [13] and
CuGa(S;Se; _,), solid solutions at the sulfur concentra-
tionsx = 0 and 1. However, the absolute value of E, for
ZnS is equa to 3.8 eV, whereas E7 for CuG is
2.5eV; i.e, thelatter value is 1.3 eV lower. The abso-
lute value of for ZnSe is approximately equal to
2.8 eV, whereasE, for CuGaSe, is1.7 eV; i.e,, thelatter
valueis 1.1 eV lower. Thelargest deviation in the Ey(X)
dependence for ZnSSe,_, from a straight line is
approximately equal to 0.1 eV, which is one order of
magnitude less than the change in Eg. Therefore, the
behavior of E; in solid solutions of ternary chalco-
genides is primarily affected by the same factors that
lead to adecrease in E, compared to that in their binary
analogs. This factor is the p—d repulsive interaction
(d-s, p resonance). The effect of the p—d repulsive
interaction on the E, band gap is proportional to the
change in the densities of the S p and Se p states near
the valence band top, which vary linearly with achange
in the concentration. We believe that this factor is
responsible for the linear behavior of E; in the
CuGa(S,Se; _,), solid solutions.
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Abstract—The lithium-sel ective intercalation of bismuth selenide (Bi,Se;) samples is accomplished by treating
them in a solution of n-butyllithium (n-C4HgLi) in hexane. It is found that, upon incorporation of lithium atoms,
the interlayer spacing increases and the resistivity in the direction normal to the layers (pp) increases by afactor
of more than two. The dependence p(X) acquiresthe form of an oscillating function of the degree of guest “load”
(the intercalant content) and the frequency-independent portion of the pp; curve (100 mHz < w< 1 MHz) substan-
tially decreases upon completion of the process. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

At present, there is no doubt that intercalation is a
promising method of nanotechnology for materias
with astrongly anisotropic character of chemical bond-
ing. Among these materials are solid phases character-
ized by a wide variety of electronic structures. Semi-
conductor compounds have attracted the particular
attention of researchers owing to the high sensitivity of
their characteristics to different-type guest compo-
nents. For complete understanding of the nature of
guest—host systems, specifically intercalates, which are
essentially the compounds of a process, it is necessary
to reveal their characteristic properties upon prepara-
tion using different methods. In our earlier works[1-3],
we considered the problems of electrochemical lithium
intercalation of bismuth selenide Bi,Se;, which is one
of the most interesting (in fundamental and applied
aspects) semiconductor materials with alayered crystal
structure. The purpose of the present study was to elu-
cidate the main features of lithium-selective intercala-
tion of bismuth selenide.

2. EXPERIMENTAL TECHNIQUE

Crystals of bismuth selenide were prepared by the
Bridgman techniquefrom theinitial material with asto-
ichiometric composition of components. The n-type
conductivity in these crystals is provided primarily by
background impurities and structural defects.

The intercalation was accomplished by treating the
Bi,Se; samples with a 24 wt % solution of n-butyllith-
ium (n-C,HgLi) in hexane. All the procedures were car-
ried out in adry inert atmosphere at 20°C.

3. RESULTS AND DISCUSSION

Figure 1 shows variations in the dc resistivity in the
direction norma to the layers (along the crystalo-
graphic axis c), which was measured in the course of
intercalation. It is seen that incorporation of lithium
atomsleadsto an increase in the resistivity in the direc-
tion normal to the layers by a factor of more than two.
In this case, the p curve has the form of an oscillating
function of the degree of guest load (the intercalant
content). This behavior of the measured resistivity can
be explained by the following.

The delocalization of the wave functionsalong the c
axis can be judged from the properties of transfer pro-
cessesin theinitial matrix [4]. Note that arandom field
of theintroduced intercalant can be dominant in scatter-
ing processes and the variation in field fluctuations dur-
ing intercalation can determine the character of the
change in the electrical conductivity for amonotonic or
weak dependence of the free-carrier concentration on

3.0
2.5F
L20f
=]
o,
1.5F
1.0+
1 1 1 1
0 5 10 15 20
t, days

Fig. 1. Variation in the resistivity of Bi,Se; in the direction
normal to the layersin the course of intercalation.
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Fig. 2. Frequency dependences of the resistivity in the direction normal to the layers of Bi,Se; (a, b) before and (c, d) after inter-

calation at temperatures of (a, d) -40°C and (b, c) +60°C.

the degree of intercalation. Let us assume that thisfield
is a Gaussian smooth field. In this case, the scattering
probability is determined by the characteristics of aran-
dom field that modifies the density of states. According
to [5], the eectrical conductivity ¢ becomes propor-
tional to the square of the density of states at the Fermi
level:

o Op*(F), )

As was shown in [6], the magnitude of o is inversely
proportional to the mean sguare of the random-field
fluctuations. Consequently, the strictly periodic minima
of the electrical conductivity can be attributed to the
processes of ordering in every fourth (the first mini-
mum), then in every second, and finally in al van der
Waals gaps (i.e., these minima correspond to the com-
pletion of the formation of four, two, and one echelons,
respectively, according to the echeloning mechanism).

Fig. 3. Temperature dependences of the resistivity in the
direction normal to the layers (1) before and (2) after lith-
ium intercalation from n-butyllithium.
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Thisinterpretation stems from the fact that the random-
field fluctuations are minimum in magnitude in the
aforementioned instances and increase in intermediate
phases. The monotonic character of these local minima
indicates the compensating effect of guest particles.
Below the Fermi level, these particles give rise to a
larger number of electron states as compared to the
number of carried-in electrons, thus changing the
energy topology of the impurity centers.

After completion of the intercalation process, the
equilibrium (relative to lithium) electrode potential of
the sampl es, which were washed with alarge amount of
hexane and dried under similar conditions, consider-
ably (by afactor of ~10) decreased compared to theini-
tia values and the lattice parameter ¢ increased by
0.032 A, even though the symmetry remained virtually
the same. All these findings, together with the data of

0.4

o
w
T

I
=
T

1
=20 0 20 40 60
T, °C
Fig. 4. Temperature dependence of the difference in poten-
tial between the surfaces of Bi,Se; samples intercalated
with Li from n-butyllithium.

1
—40
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flame photometry, allowed us to write the equation for
the intercalation reaction in the following form:

Biz%:.; + X(n'C4H9L|) = LiXBi2$3 + X/2C8H181

where X is the degree of guest load, which is propor-
tional to the treatment time.

In order to eucidate the kinetic features of current
carriers in the resultant intercalates, the frequency and
temperature dependences of the complex electrical con-
ductivity were investigated using a Shlumberger S| 1255
amplitude—frequency analyzer. The frequency ranged
from 100 mHz to 1 MHz, and the amplitude of the mea-
surement was chosen to be minimum in the linear por-
tion of the current—voltage characteristic. Figure 2
depicts the frequency dependences of the resistivity in
the direction normal to the layers of Bi,Se; prior to and
after intercalation at two different temperatures. The
most important feature of these dependences is as fol-
lows. upon intercaation, the frequency-independent
portions of the p curves decrease and the descending
portions appear in the frequency range 10°4 x 10° Hz.
The observed changes can be explained by the activa-
tion of impurity centers (localized below the Fermi
level at this temperature) that are formed or undergo
redistribution due to intercalation. Note that, as the
temperature decreases, the frequency-independent
region should become narrower and a simultaneous
increase in the p resistivity should occur, which is
clearly seen in Fig. 2. The temperature dependence of
the electrical resistivity (Fig. 3) suggests that the cross-
over from metallic to pronounced semiconductor con-
ductivity of bismuth selenide occurs as the result of
intercalation. Thelatter circumstance also indicatesthat
the Fermi level decreases.

An interesting feature of the results obtained is the
appearance of asingularity in the thermal coefficient of
the electrical resistance at atemperature close to 30°C,
which, asarule, is associated with the softening of the
phonon spectrum [7, 8]. This suggests that the material
under investigation can acquire pyroelectric properties
[8, 9]. Actualy, when monitoring the equipotential sur-
faces of the samples normal to the c axis, werevealed a
differencein electric potential A in the closing stages.
This difference did not disappear even when the corre-
sponding contacts were short circuited for one month.
The results of measuring the dependence A¢(T) (Fig. 4)
showed that the maximum of this dependence coincides
with the minimum of the py(T) curve measured after
intercalation.

The polarized state arises from a distribution of
guest components over the regions of van der Waals
bonds which leads to the formation of a concentration
gradient of electron trapping centers along the c axis. It
is assumed that intercalation is accompanied by elec-
tron trapping in these centers and the formation of

PHYSICS OF THE SOLID STATE \Vol. 43
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either actual-charge layers or quasi-dipoles attached to
the layers [10, 11]. The thermionic discharge of this
state brings about the formation of the gradient A¢.
Therefore, the pyroelectric states (nonlinear polariza-
tion) are induced by intercalation in the centrosymmet-
ric Bi,Se; crystal. Phenomenologically, this processis
determined by the displacement of the generated quasi-
dipolesfrom the center and their localization in tetrahe-
dral sites of the van der Waals gap. On the microscopic
level, they can be attributed to the impurity Jahn—Teller
pseudoeffect [9, 12].
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Abstract—The electronic band structure of boron nitride compounds with crystal lattices of the sphalerite
(c-BN) and wurtzite (w-BN) typesis calculated by thelocal coherent potential method in the cluster muffin-tin
approximation within the framework of the multiple scattering theory. The local partial densities of 2p states
for boron and nitrogen in c-BN and w-BN modifications are compared with the experimental boron and nitro-
gen K x-ray emission spectra and band-structure calculations. A comparison of the total densities of statesin c-
BN and w-BN with the x-ray photoel ectron spectraand the band cal cul ations has reveal ed both similarities and
differences in the electronic structures of these modifications. The fine structure in the vicinity of the valence
band top of boron nitride in different crystal modificationsistheoretically calculated for thefirst time. The spe-
cific features of the electronic structure and the x-ray spectraof boron nitridein different modifications are dis-

cussed. © 2001 MAIK “ Nauka/lInterperiodica” .

1. INTRODUCTION

Progress in crystal growing technologies and
increased interest in wide-gap semiconductor crystal
materials (different polytypes of BN, SIC, GaN, €tc.)
have been stimulated by their potential use in optoelec-
tronic high-temperature devices. It is known that boron
nitride can be synthesized in two modifications of the
sphalerite (c-BN) and wurtzite (w-BN) types. Thereis
experimental evidence [1] that, within the limits of
experimental error, the x-ray photoelectron spectra of
valence electrons, as well as the IR transmission spec-
tra, coincide for both crystal modifications, even
though their spectra for boron exhibit certain differ-
ences[2]. However, theoretical calculations of the den-
sities of electron states of the valence band top in the
crystal modifications under investigation gave different
(quantitative and qualitative) results. Nemoshkalenko
and Aleshin [3] analyzed the experimental boron and
nitrogen K x-ray emission spectraand interpreted the x-
ray spectra of cubic boron nitride (c-BN) crystals.
Moreover, they revealed that the x-ray emission spectra
exhibit van Hove singularities. Xu and Ching [4] calcu-
lated the electronic structure, the charge-density distri-
butions, and the total energiesin cubic, hexagonal, and
wurtzite-type boron nitrides by using the method of
orthogonalized linear combination of atomic orbitals
(OLCAOQ) and discussed the problems concerning the
relative stability and possible occurrence of phase tran-
sitions between these states. The x-ray spectraof boron
nitride were also presented in [4], but without being
interpreted. The present work is a continuation of our
theoretical investigations into the el ectronic band struc-

ture of c-BN and w-BN modifications within a unified
approach. The purpose of thiswork wasto elucidate the
specific features of the fine structure of the valence
band top in c-BN and w-BN crystal modifications [5].

In the calculations presented in this paper, we used
the local coherent potential method in the cluster
approximation, which was proposed by Gyorffy [6, 7],
within the framework of the multiple scattering theory.
This method, as applied to cubic boron nitride, was
described in detail in our earlier work [8].

2. CALCULATION TECHNIQUE

The electronic band structure of the boron nitride
crystal modifications under investigation (see table)
was cal culated within aunified approach using thelocal
coherent potential method. The crystal potential of
boron nitride was constructed in the muffin-tin approx-
imation as the sum of the Coulomb potential, the
exchange component, and the Madelung potential. The
contributions of neighboring atomsto the electron den-
sity and the Coulomb potential of fifteen coordination
spheres were also included in the calculation. The
wurtzite crystal structure was considered as consisting
of four built-in hexagonal unit cells. For simplicity, the
ratio between the lattice parameters was taken to be
equal to c/a = 1.633 instead of c/a = 1.67 [5]. In this
case, two nearest coordination spheres (containing
three and one atoms, respectively) are combined into a
single sphere, which drastically simplifies the calcula-
tion without a severe loss in accuracy. The Madelung
potential was calculated by the Ewald method and

1063-7834/01/4308-1445%$21.00 © 2001 MAIK “Nauka/ Interperiodica’
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Crystal chemical characteristics and crystal potentials of the studied compounds

Lattice type
Characteristic sphalerite wurtzite
B N B N

Unit cell parameter, nm 0.3615 a=0.2550

cla=1.633
Coordination number 4 4
Number of atoms per unit cell 8 4
Radius of the muffin-tin sphere, au 1.449 1.449 1.279 1.279
Radius of the Wigner—Seitz sphere, au 212 212 1.898 1.279
Number of valence electrons in the muffin-tin sphere 297 5.19 271 4.72
Potential between the muffin-tin spheres 0.0098544 —0.12366
Charge density between the muffin-tin spheres 0.070609 0.1149

accounted for the electrostatic contribution made by
different sublattices to the crystal potential, that is,

$11 = ¢, =—4.58490/a, ¢, = ¢,; =-0.8019%4g/a
for boron nitride (sphalerite-type lattice) and
b1y = 0y =—3.2420/a, 1, = § =—0.915680/a

for boron nitride (wurtzite-type | attice), where ¢;; isthe
potential produced by the ith boron (i = 1) or nitrogen
(i = 2) atom at atoms of the ith sublattice and ¢;; is the
potential produced by atoms of the ith sublattlce a
atoms of the jth sublattice. The exchange component of
the potential was determined in the Slater approxima-
tion with the exchange correction a = 2/3. The crystal
muffin-tin  potentials were used in solving the
Schrodinger radial equation at | = 0.1 (for light ele-
ments such as boron and nitrogen, the d electron states
were disregarded) in the energy range from 0.02 to
1.5Ry. The local partial densities of states for boron
and nitrogen in boron nitride were calculated with a
cluster containing 35 atoms in four coordination
spheres for ¢c-BN and 33 atoms in five coordination
spheres for w-BN according to the relationship [5]

n'(E) = ——I{R| (r, E)r} drm—,

wherel isthe orbital quantum number, R, (r) standsfor
theradial wave functions of the A-type atomin the clus-

ter, and Te 11m1 iSthe matrix element of the scattering
operator. The total density of states (TDOS) of valence
electrons per unit cell for one spin projection was deter-
mined as the sum of the local densities of states
(LDOS) according to the formula

1 1
NE) = 3 n’(E) + ni(E). e
=0 =0

PHYSICS OF THE SOLID STATE \Vol. 43

3. RESULTS AND DISCUSSION

Figure 1 shows the total densities of states of
valence electrons in boron nitride polytypes, which
were calculated in the present work, in comparison with
the experimental x-ray photoelectron spectrum [2] and
the theoretical TDOS curves calculated using the
orthogonalized plane wave (OPW) [3] and OLCAO [4]
methods. Analysis of the data presented in Fig. 1
revealed the nature of the specific featuresin the spectra
under consideration. In particular, the origin of the B
peak is explained by the sp-hybridized states of boron
and the peak itself contains a substantial contribution
from the p states of nitrogen. This peak (singularity) is
observed in the calculated TDOS curves (the B' and B"
peaks). The C peak at an energy of 0.25 Ry is associ-
ated withthe B p and N p states and coincidesin energy
with the X; state of the van Hove singularity. The high-
energy peak D (0.5 Ry) isattributed only to the nitrogen
electron states with the p symmetry and corresponds to
the L, state. According to our calculation, the valence
band top of cubic boron nitride c-BN contains a set of
localized electron states; in other words, the valence
band top in ¢-BN has a fine structure. For the w-BN
maodification, the fine structure of the valence band top
isless pronounced and the densities of electron states of
the valence band top are less than those in ¢-BN. The
latter statement isin agreement with the band-structure
calculations performed by Xu and Ching [4].

The calculated local partial densities of boron p
states for cubic and wurtzite-type boron nitrides in
comparison with the experimental boron K x-ray emis-
sion spectra[2] are displayed in Fig. 2. Comparison of
the experimental and theoretical energy spectra was
performed with respect to the principal maximum. This
allowed us to reveal the specific features of the fine
structure and to elucidate their nature in the high-
energy and low-energy ranges of the boron x-ray emis-
sion spectra of boron nitride. The low-energy peak A,
which is observed in the experimental x-ray emission
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Fig. 1. Experimental x-ray photoelectron spectrum (XPS)
[2] and the total densities of states (TDOS) of valence elec-
trons according to OPW [3], OLCAO [4], and our calcula-
tions for cubic (c-BN) and wurtzite-type (w-BN) boron
nitrides, respectively.

spectra, can be attributed to the quasi-core 2s electrons
of boron. The B peak in the theoretical curves of the
local partial density of boron 2p states corresponds to
both the B" peak in the LDOS curves calculated using
the OLCAO method and the B' shoulder in the experi-
mental spectra. This peak can be considered a manifes-
tation of the hybridization of the boron 2p and nitrogen
2p states at energies of 0.10 and 0.05 Ry for boron
nitride crystal modifications of the wurtzite (w-BN) and
sphalerite (c-BN) types, respectively. Compared to the
experimental spectra, the principal maximum C in the
theoretical LDOS curves exhibits a finer structure,
which isalso seen in the LDOS curves calculated using
the OLCAO method. According to the assumption
made by Fomichev [9], the high-energy shoulders D
and D" (which correspond to the D peak at energies of
0.42 and 0.4 Ry for ¢c-BN and w-BN, respectively) can
be associated with the emission of boron in which
impurities occur in the boron nitride samples under
investigation. However, our calculations demonstrate
that this peak can be dueto thetransfer of boron p elec-
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c-BN ¢

w-BN C'

I(E), N(E), arb. units

B K XES
D

2p-B(OLCAO)

2p-B (present
calcul.)

Fig. 2. Experimental boron K x-ray emission spectra (B K
XES) [2] and the local partial densities of boron 2p states
according to OLCAO [4] and our calculations for cubic (c-
BN) and wurtzite-type (w-BN) boron nitrides, respectively.

trons into the high-energy region. It should be noted
that the height of the D peak is smaller than that of the
principal maximum by afactor of three for cubic boron
nitride and only by a factor of 1.3 for wurtzite-type
boron nitride. The difference between the energies of
the C and D peaks for w-BN is one-half the difference
in their locations in the spectraof ¢-BN. It is quite pos-
sible that this feature of boron in w-BN is associated
with the increase in the band gap [5].

The calculated local partial densities of nitrogen 2p
states for c-BN and w-BN modifications in comparison
with the experimental nitrogen K x-ray emission spec-
trum [3] for cubic boron nitride are shown in Fig. 3.
Comparison of the experimental and theoretical energy
spectra was performed with respect to the high-energy
peak D. Analysis of the data presented in Fig. 3 revesled
the nature of some features in the nitrogen K x-ray emis-
sion band. Specificaly, the difference between the ener-
gies of the C and D peaks in the experimenta and theo-
retical spectraisequal to 0.24 Ry (3.26 eV). The energy
locations of these peaks in the experimental nitrogen K
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Fig. 3. Experimental nitrogen K x-ray emission spectrum
(N K XES) [3] for cubic boron nitride and the local partial
densities of nitrogen 2p states according to OLCAO [4] and
our calculations for cubic (c-BN) and wurtzite-type (w-BN)
boron nitrides, respectively.

X-ray emission spectrum and the caculated LDOS
curves coincide to within 0.5 eV. The C' shoulder in the
experimental K emission band and the C" peak in the
LDOS curves calculated with the OLCAO method are
attributed to the nitrogen localized electron states at
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energies of 0.24 and 0.25 Ry for c-BN and w-BN,
respectively. The height of the C peak is smaller than
that of the D peak by a factor of 1.3 for cubic boron
nitride and almost by afactor of three for wurtzite-type
boron nitride.

Comparison of our results and the data obtained by
the OLCAQO method [4] shows that the cal culations we
performed using the local coherent potential method in
the cluster approximation reveal the fine structure of the
boron K spectrum inthevicinity of the valence band top
in greater detail. It follows from this comparison that
the results of our calculations are in better qualitative
agreement with the experimental boron K emission
spectra [2]. In conclusion, it should be noted that the
local coherent potential method (in the cluster approxi-
mation), as applied to the class of wurtzite-like com-
pounds, allowed us to elucidate the nature of the fine
structure of the boron and nitrogen K emission spectra
in the high-energy region of the valence band.
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Abstract—A new type of weak localization of electrons emerging during electron emissionisconsidered. It is
manifested in singularities of the angular spectra of particles reflected inelastically from a solid and causing
Auger ionization of the atoms. The orientational dependences in this case appear as aresult of interference of
two types of processes. In one case, an electron from the primary beam penetrates the solid, undergoesinelastic
scattering, ionizesan atom, and is then scattered elastically through alarge angle, after which it leavesthe solid.
In the other case, elastic scattering of an electron precedesitsinelastic scattering due to the Auger ionization of
an atom. The azimuthal angular dependences of currents created by inelastically reflected electrons contain
information on new processes of weak localization of particles. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

In this work, we anayze the coherence effects
emerging during the emission of Auger electrons from
asolid. Such an emission takes place when crystalline
samples, both ordered (single crystals) and disordered,
are bombarded by electrons with intermediate energies
(ranging from a few hundred electronvolts to severa
kiloelectronvolts).

A new type of weak |ocalization emerges as a result
of the interference of electronic waves undergoing both
elastic and inelagtic scattering. In contrast to traditional
weak localization of the Anderson type, such localization
takes place when localized electrons undergo elastic
scattering in combination with inelastic scattering. Inthe
traditional Anderson-typelocalization, therole of inelas-
tic processes is subordinate and negative since inglastic
scattering usually violates coherent processes. However,
anew type of weak localization of electrons emergesin
inelastic scattering of particles.

The new type of weak |ocalization leadsto the emer-
gence of a certain type of angular dependences for the
recorded intensities of particles which experience,
along with elastic scattering, inelastic scattering in a
disordered medium. These angular dependences are not
connected with the angular dependences of elementary
scattering processes (e.g., with the angular dependence
of the scattering cross section of atoms). The possibility
of thislocalization was established earlier by Libenson
et al. [1] using amodel in which elastic collisions were
reduced to multiple small-angle scattering and single
Born elastic scattering through alarge angle.

Subsequently, it was proved [2] that multiple elastic
electron collisions resulting in scattering through arbi-
trary angles do not affect weak localization of the new
type, although such collisions are incoherent and gen-
erally lead to complete or partial smoothing of orienta-
tional coherent effects. The effect of the surface on the
angular dependences of the scattering probability of
electrons reflected from a disordered semi-infinite
medium was a so investigated under quantum-transport
conditions, when the ratio of the angle of incidence of
electrons on the surface and the angle of their emission
from the surface is arbitrary.

The theoretical results obtained made it possible to
detect processes of a hew type of weak localization in
experiments on the interaction between electrons and
disordered solids.

Such experiments include the observation of the
angular spectra of electronsin the case of Auger emis-
sion [3, 4]. The experimental technique associated with
the recording of the azimuthal dependencesalone[4, 5]
in angular spectra is the most convenient for studying
the new type of weak localization [1, 2].

Weak localization of the new type can be observed
for electrons bel onging to various groups scattered both
elastically and inelastically in a solid. These can be
Auger electrons emitted by asolid or electronsfrom the
primary beam that have experienced both elastic scat-
tering from atoms of the solid (including large-angle
scattering) and inelastic scattering, for example, at the
initial stage of generation of Auger electrons. In this
work, we will mainly consider the el ectrons participat-
ing in the latter type of processes accompanying Auger
emission.

1063-7834/01/4308-1449%$21.00 © 2001 MAIK “Nauka/ Interperiodica’
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2. THE WAVE FUNCTION
OF AN ELECTRON SCATTERED
INELASTICALLY IN A DISORDERED SOLID

The system under investigation consists of a semi-
infinite disordered solid occupying the half-spacez> 0
(the zaxis is normal to the surface of the solid) and an
external intermediate-energy electron interacting with
the solid.

In experiments on Auger emission, variations of the
intensity of the emitted Auger electrons are usually
studied as a function of various parameters, such asthe
energy and the angle of incidence of primary electrons
on the sample and the angle of emission of Auger elec-
trons.

We will concentrate our studies on the electrons
from the primary beam that penetrate into the crystal
and experience both elastic scattering in it (including
large-angle scattering) and inelastic scattering due to
primary Auger ionization of an atom; after this, they
leave the solid.

Previous investigations [1, 2] of the new type of
weak localization of electrons proved that angular azi-
muthal dependences of the intensities of scattered elec-
trons are essential in detecting the effects associated
with such localization. It is these azimuthal depen-
dences (applied to the Auger electrons emitted from the
solid) that are recorded in experiments on Auger emis-
sion devoted to analyzing the anisotropy of the yield
[4, 5]. We will prove here that the new type of weak
localization of electrons scattered in disordered media
can be manifested in the azimuthal dependences of the
intensities of electrons undergoing inelastic reflection.
We denote by Y(r, R) the wave function of the system
comprising a solid and an electron from the primary
beam scattered from it. Here, r is the coordinate of the
external electron and R isthe set of coordinates of par-
ticles in the medium. The wave function i(r, R) satis-
fies the equation

AY(r,R)
+%‘[E—U(r)—U(r,R)—U(R)]lp(r,R) -0 @

Here, the Laplace operator A contains second deriva
tives with respect to all components of the radius vec-
torsof the projectile particler and of the particles of the
medium R. The quantity U(r) is the total potential of
randomly arranged scattering centers from which the
external particle is scattered elastically. Potential U(R)
describes the interaction of particles of the medium.
The quantity U(r, R) is the potential energy of interac-
tion between the external particle and the particles of
the medium.

The wave function Y(r, R) of the given system can
be expanded into a complete orthonormal set of the
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wave functions ®,(R) of the particles of the medium:

W(r, R) = Zn(r)Pn(R). )

The wave functions ®,(R) describing the state of parti-
cles of the scattering medium satisfy the equation

ARmn(R)%ﬁ—‘[sn—U(R)wn(R) =0, (3

where €, is the energy of the medium.

The solution to these equationsin the zeroth approx-
imation in the interaction of the external particle with
the particles of the disordered solid has the form

W(r, R) = Wo(r)®o(R). (4)

Function ®4(R) is the wave function of particles of the
solid in the ground (unexcited) state.

Function y(r) is the unperturbed wave function of
the external electron. If we disregard the interaction of
the external electron with the particles of the medium,
this function has the form of a plane wave with wave

vector kq, where |Kq| = 2mE/#*. However, it is con-
venient to write this function, which describes the
motion of an electron from the external primary beam
in amedium with randomly arranged scattering centers,
while taking averaged electron—electron interactions
into account. First of all, we will take into account the
decreasein energy (and wave vector) of the particle due
to its interaction with the average crystalline potential
U, of the disordered medium (surface potential barrier)
in the wave function component describing the motion
of the external electron within the solid (i.e., for z> 0).
Consequently, the wave function Yy(r) in the medium
should have the form of a plane wave with wave vector

k, where K| = /2mE/#>.

In addition, we will take into account the decay of
the wave function Yy(r) caused by inelastic interaction
of the external electron with the solid during the motion
of the particlein the half-space z> 0. The inel astic scat-
tering with an extended potential in theregionz< 0in
the vicinity of the crystal surface (i.e., outside the solid)
can be neglected [6].

The inclusion of the effect of inelastic processes on
the motion of the external electron in asolid within the
model of optical potential U,y [7] leads to the emer-
gence of aexponentially decaying multiplicative factor
of theform exp(—«z/cosB) in the wave function yy(r) of
the external particle in the region z> 0 (k is the decay
coefficient defined, as usual, through the imaginary part
U; of the optical potential U, and 6 isthe angle of inci-
dence of the primary beam on the surface of the solid).

After presenting the solution of equations in the
zeroth approximation in this way, we consider, to the
first order of perturbation theory, the scattering of the
external electron by particles of the medium in the case
of generation of an Auger emission.
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We will write the first-order correction ®(r, R) to
the unperturbed wave function (r, R) in the form of
an expansion similar to expansion (2):

O (r,R) = T4 ()@ (R), (5)

where the orthogonal functions ®,(R) describe excited
states of the medium.

The first-order equation of perturbation theory for
the crystalline region z > 0 has the form
DZ Y (1) ®,(R)

2m v
+ ZE-UR) -UgZ (D0 R)

- %f;ﬂ[umw(r, R)]Wo(r) D(R).

Multiplying this equation by ®; (R) and integrating
over the coordinates of all particles of the medium, we
obtain the following equation for the first-order correc-

tion Y (r) of perturbation theory to the required wave
function of the primary particle:

AP () + 2 E— g, — U dw P (r)
4 @)
3 zh—T[U(r)éonqdm:(R)uu, R)®,(r)].

The solution to this equation can be written in terms of
its Green’s function G(r, r"). Using the notation intro-
duced earlier [2] to characterize the amplitude of
inelastic interaction of an external electron with parti-
cles of adisordered polycrystal,

T(r,i —n) = IdR¢’,§(R)U(r,R)¢O(R), (8)
we can write the solution to Eq. (7) in the form
r(r)

= Zﬁ—TJ’dr'G(r, U)o, +T(r',i —= n)]qJO(r).(g)

Here, G(r, r') isthe Green’s function for Eq. (7), which
satisfies the following equation in the half-space z > 0
occupied by the medium:

AG(, 1) + i—T[E—sn—Uopt] G(r,r) = &(r —r'). (10)

The next correction ¢ (r) to the wave function of the

external electron undergoing inelastic scattering can be
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written by analogy with the first-order correction (9)
and has the following form in the crystalline region:

2 2 , , 1
wP(r) = ﬁ—Tjdr G(r, 1) U)PP(r) a

+3,T(r, n— £)plP(n)].

In subsequent (including computer) calculations,
the wave function of an electron experiencing elastic
and inelastic scattering in a solid will be determined to
the first or second approximation using formulas (9)
and (11). In turn, the wave function of the electron
makes it possible to write expressions for the intensity
of electrons scattered by the solid. This intensity is a
quantity measured in the experiments.

Higher (than second-order) corrections do not intro-
duce any basically new (at least orientational) effects.
At the same time, the corrections calculated above
made it possible to revea the new type of weak local-
ization effects for inelastically scattered electrons.

The intensity of inelastically scattered electrons is
determined by the density matrix

Pa(r,1") = Oby(r)wy (r)0 (12)

The angle brackets on the right-hand side of Eq. (12)
signify averaging over the distribution of scattering
centers.

The calculations are simplified when the factor TT*
can be taken out of the angle brackets. Thisis the case
in the approximation used by us here. The effect of the
inelastic channel onitself should be (if necessary) taken
into account in higher orders of perturbation theory. In
the problem under investigation, there are no sound rea-
sons for the inclusion of higher-order corrections.

The current created by inelasticaly reflected elec-
trons also contains the products U(r)U*(r). Since we
have singled out the optical component U, anong the
potentials, the potential U(r) is a superposition of ran-
domly arranged atomic cores from which an electronis
scattered elastically through large angles.

The current of electrons scattered inelastically from
the solid is determined by the asymptotic forms of
expressions (9) and (11). It was proved earlier [1, 2]
that the new type of weak localization effect is mani-
fested in the intensities of electrons experiencing
inelastic scattering and elastic incoherent scattering
simultaneously. The group of such electrons can be sin-
gled out experimentally. In the derived formulas, we are
interested in the intensity of this group of electrons.

The angular spectra of reflected particles are deter-
mined by the integral with respect to the coordinates
along the axes perpendicular to the z axis:

[dpdpp(r, r)e ™", (13)
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Fig. 1. Angular dependence of the degree of coherence
Jc/J, onthedifference Ad between the azimuthal anglesfor
EJAE = 10, E/U; = 120, and 8 = ' = (1) 45° and (2) 60°.

The asymptotic form of the Green’sfunction, which
determines the asymptotic form of the wave functions
(9) and (11), isgiven by

ei K'r

G(r. 1) = —o— (W5 ()0

4mr (14)

and depends on the wave vector k' of a reflected elec-
tron.

The wave function (11) determining the required
current created by electronsinelastically reflected from
adisordered solid contains a sum that can be written in
the operator representation as follows:

G{OG[U +T] +=, TGO+ 1]} . (15)
The group of electrons whose current includes the

new-type weak localization effects we are interested in
is described by terms of the form

G{UGT+=, TG0},
which will be considered below.

The intensity of electrons reflected inelastically
from the solid is determined by the squared modulus of
the sum in Eqg. (16). Equations (8), (9), (11), and (13)
and the asymptotic form in Eq. (14) make it possible to
calculate the required intensity.

Proceeding from the assumptions made by us ear-
lier, we single out two componentsin thetotal current J
of reflected electrons, J, and J.. The former current J;
is determined by the sum of the squared moduli of the
first and second terms in Eq. (16). Current J. contains
cross terms of the squared modulus of expression (16).
Theratio of the currents J; and J, isusually referred to
as the degree of coherence.

The angular dependences of the two components (J,
and Jc) of thetotal current J can be different. According
to the results of computer calculations, this situation is
observed in our case. Consequently, the degree of
coherence depends on the azimuthal angle of emission
of electrons. The origin of this dependence is associ-
ated, among other things, with the new type of weak
localization of electrons observed during their maotion
in the disordered solid.

(16)
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Fig. 2. Angular dependence of the degree of coherence
Jc/J, onthedifference Ad between the azimuthal anglesfor
EJAE = 10, E/U; = 120, and 8 = ' = (1) 45° and (2) 60°.

The above theoretical analysis and computer calcu-
lations make it possible to study the orientational
effects that emerge in the case of inelastic reflection of
electrons from disordered solids under Auger emission
conditions. An analysis shows that the quantity J./J,
depends on the angles. We consider the situation when
the polar angles of incidence of the primary electron
beam on the solid and of the emission of aninelastically
scattered electron to vacuum are fixed.

We analyzed the dependence of the degree of
coherence J:/J. on the difference between the azi-
muthal angles of incidence and emission of particles.
This azimuthal dependence turns out to be nonmono-
tonic; the curvesusually display apeak at an angle dif-
ference A close to 2173 followed by adip for values
of Apcloseto 1t

The angular dependences turn out to be very sensi-
tive to the parameters of the problem under investiga-
tion. These parameters include, above all, the crystal
parameters, aswell asthe parameters of the wave func-
tion of an electron penetrating the solid and the val ue of
energy AE transferred by an external particle to the
medium.

Figures 1 and 2 show the calcul ated dependences of
the degree of coherence J:/J, on the difference Ag of
the azimuthal angles for various values of parameters.
The sensitivity of the angular spectra to the values of
parameters U, and U, of the optical potential and to the
energy loss AE is worth noting. The dependences
Jc/J, (Ag) are presented for various values of the above-
mentioned parameters and for two fixed values of the
polar angles 8 and 6' of thewave vectorsk and k', equal
to 174 and 173.

Figure 1 shows that as the ratio E/U; increases for
preset values of parameter E/AE, the effect is mani-
fested more and more clearly on the angular depen-
dences of J:/J,. The effect under investigation is also
manifested more clearly for large values of the polar
angles 6 and ' (Fig. 2).

The above analysis leads to the conclusion that the
new type of weak electron localization effect can be
detected in the case of inelastic reflection of particles
under Auger emission conditions. The characteristics of
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the recorded spectra can be used for determining the
parameters of the solid, aswell as for studying the ele-
mentary acts of interaction of particlesin the solid.
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Abstract—The dynamics of electron excitations and luminescence of LiB;Og (LBO) single crystals was stud-
ied using low-temperature luminescence vacuum ultraviolet spectroscopy with a subnanosecond time resolu-
tion under photoexcitation with synchrotron radiation. The kinetics of the photoluminescence (PL) decay, the
time-resolved PL emission spectra, and the time-resolved PL excitation spectraof LBO were measured at 7 and
290 K, respectively. The PL emission bands peaking at 2.7 eV and 3.3 eV were attributed to the radiative tran-
sitions of electronic excitations connected with lattice defects of LBO. The intrinsic PL emission bands at 3.6
and 4.2 eV were associated with the radiative annihilation of two kinds of self-trapped electron excitations in
LBO. The processes responsible for the formation of localized electron excitationsin LBO were discussed and

compared with those taking place in wide-gap oxides. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

In cubic akali-halide crystals with substantially
ionic bonds, self-trapped excitons (STEs) of severa
typesare knownto exist [1, 2]. The process of self-trap-
ping of excitons in low-symmetry crystals with com-
plex crystallographic structures differs substantially
from that in alkali-halide crystals. It is well known [2,
3] that the luminescence of STEsin akali-halide crys-
talsis excited both upon optical production of excitons
and in the range of band-to-band transitions upon
recombination of an electron with an immobile self-
trapped hole. The energy spectrum of exciton statesin
complex oxides can completely or partly overlap with
states of the electron—hole continuum. This means that
direct excitons in such systems are metastable with
respect to the temperature-independent self-ionization,
which actively manifests itself even at low tempera-
tures. Indeed, it was experimentally established for
cant part of electron excitationsis due to mixed exciton
and €l ectron—holelevels, which form theinitial statefor
the subsequent branching between the various channels
of STE formation.

In a number of oxide crystals, bands of intrinsic
luminescence with properties characteristic of STE
luminescence were revealed (Table 1). The large half-
width and the Stokes shift of the bands indicate their
relation to the annihilation of localized electron excita-
tions formed after an equilibrium distribution of the
luminescence centers over vibronic states is reached.

Two types of luminescence bands are distinguished.
Band | (Table 1) does not manifest itself in recombina
tion processes such as thermostimulated luminescence
(TSL) even at low temperatures. In contrast to alkali-
halide crystals, this type of exciton self-trapping in
complex oxidesisnot accompanied by the self-trapping
of the corresponding hole component [4]. The rela-
tively large oscillator strength (about 0.1 per electron),
the high quantum efficiency of photoluminescence
(PL), the absence of structurein the excitation spectrum
of PL in the region of the optica transparency of the
crystal, and a number of other properties exclude the
relation of these luminescence modes to any impurity
or lattice defects[4, 9]. This PL does not become frozen
upon cooling; its excitation spectrum is completely
located in the fundamental absorption band of the crys-
tal and correlates with the region of exciton-related fea-
turesin the reflectance spectrum.

Along with the above luminescence mode, a band
of intrinsic luminescence of another type (band Il in
Table 1) wasidentified in complex oxides; the excitation
of this band is substantially determined by recombina-
tion processes. Band |1 isobserved in the spectraof TSL,
PL, x-ray luminescence, and cathodoluminescence in a
wide range of temperatures, including relatively low
temperatures (5-10 K). In various crystals, the lumines-
cence processes of thistype not only have similar excita
tion spectralocated in the fundamental absorption range
but also exhibit similar temperature dependences. This
indicatestheidentical mechanism of excitation of the PL
of thistype related to the formation of the same primary
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Table 1. Parameters of the intrinsic-luminescence bands in some oxides
Band | Band Il
Crystal Reference
E,, eV K E,, eV ] T K
BeO 6.7 0.360 49 0.540 290 [5]
Al,O4 75 0.162 3.8 0.587 250 [6]
YAIO; 5.9 0.263 4.2 0.447 245 [4]
Y 3Al50,5 49 0.300 4.2 0.373 220 [4]
KTiOPO, 2.1 0.475 2.85 0.337 - [7]
LiB3Og 3.6 0.550 4.2 0.533 240 [8]

Note: E,, isthe position of the maximum of luminescence and 1 = (Eg, — Eiy)/Eq iS the relative Stokes shift, where E,, is the position of

the maximum of the photoexcitation band and T, isthe temperature of the maximum quantum efficiency of luminescenceinband 1.

electron excitations. The main channel of energy trans-
formation in this case is due to the recombination of
chargecarriers[10]. Upon excitation in the range of exci-
ton absorption, energy transfer is observed along with
the accumulation of charge carriers at traps responsible
for the TSL, even a 5 K. In other words, the region of
exciton absorption overlaps with the region of excitation
of other states responsible for luminescence of the
recombination type. Using two-photon optical spectros-
copy, these states were identified as the states of elec-
tron-hole continuum [11]. Note that the excitation of
such luminescence can hardly be distinguished from
recombination processes involving intrinsic or impurity
lattice defects that cause luminescence bands of similar
spectral composition [9, 10]. Convincing experimental
evidence for the existence of the recombination channel
in the excitation of intrinsic luminescence of Al,O; was
obtained only recently [12].

Though important from the practical viewpoint,
the borates of alkali and alkaline-earth metals have
been studied insufficiently in this respect. Thus, in
LiB;O;5 (LBO), Li,B,0;, and CsLiBgO,, crystals, we
identified luminescence bands of STES that were sim-
ilar in their properties, located in the same energy range
(3.4-3.7 V), did not manifest themselvesin the TSL
spectra, and were excited at the long-wavelength edge
of the fundamental absorption band in the tentative
region of photoproduction of unrelaxed excitons
[8,13]. This agrees well with the above-considered
properties of the luminescence of STE (band I) in com-
plex oxides. In addition, in the unactivated LiB3Os
crystals, other luminescence bands were reveded,
which partly overlapped with the spectrum of lumines-
cence of STEs and can manifest themselves both in the
TSL and upon excitation in the fundamental absorption
range. Some of these bands are characterized by a set of
propertiesthat permit oneto also regard them asrelated
to the intrinsic luminescence of the crystal.

Thiswork is a continuation of the investigation that
was started in [8, 13] and is devoted to studying the
dynamics of electron excitations and luminescence in
LiB5Os crystalsby low-temperature time-resol ved opti-
cal vacuum-ultraviolet spectroscopy.
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2. EXPERIMENTAL TECHNIQUE

We used unactivated crystals of lithium triborate
LiB;Os; the technology of growing such crystals was
described in [8, 14]. Sampleswith dimensions of 8 x 8 x
1 mm had polished plane-parallel laser finished sur-
faces. The mgjor planes of the sampleswere perpendic-
ular to the crystallographic axis Z.

M easurements were performed on a SUPERLUMI
experimental station of the laboratory Hamburger Syn-
chrotronstrahlungslabor (HASYLAB) at DESY, Ham-
burg [15], at 7 and 290 K. A detailed description of the
technique, experimental procedure, and experimental
conditions were given in our previousworks[8, 13]. In
this work, the repetition period of exciting pulses of
the synchrotron radiation of aDORI S storage ring was
480 ns. The time-resolved photoexcitation spectra of
PL were recorded simultaneously in two independent
time windows; the parameters of each window (the
window width At and the delay with respect to the exci-
tation pulse ot) were optimized in concrete measure-
ments with allowance for the decay kinetics. The pri-
mary monochromator with a diffraction lattice covered
with platinum had a spectral resolution of 0.32 nm. The
luminescence in the visible and ultraviolet ranges was
recorded using a 0.5-m monochromator (Czerny—
Turner scheme) and an XP2020Q photomultiplier. The
luminescence excitation spectrawere normalized using
sodium salicylate. The kinetics of the luminescence
decay was analyzed using the convolution method with
allowance for the instrumental profile of the excitation
pulse (FWHM = 350 ps).

3. EXPERIMENTAL RESULTS

The excitation of LBO in the region of the optical
transparency of the crystal using photons with an
energy E,, = 6.3 eV at low temperatures yields a wide-
band PL in therange of 2.3-4.0 eV (Figs. 1-3).

The kinetics of the PL of LBO under these condi-
tionsis represented by an exponential component with
a time constant T = 8.3 ns, which can be reliably
recorded at 7 K in a dynamic range of intensities of
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Fig. 1. Kinetics of PL decay in LBO at 7 K in the band E,,, = 3.33 eV for the energy of exciting photons E,, = 6.3 eV. Positions of

the time windows At and At,, are indicated.

about three decades (Fig. 1). Note that at 290 K this PL
has not been recorded. No other components of the
decay kinetics of the low-temperature PL of LBO inthe
range of decay times below 500 ns upon excitation in
the region of the optical transparency were reveal ed.

To investigate time-resolved PL emission spectra
and time-resolved PL excitation spectra, time windows
At (Ot; = 2.1 ns, At; =5.9 ns) and At, (dt, = 62 ns, At, =
332 ns) were chosen, asisshown in Fig. 1. Into thefirst
time window, the fast component with T = 8.3 nsfalls
predominantly (the contribution from the pedestal, i.e.,
from the decay component with T > 500 ns, isless than
0.3%), whereas the contribution to the second window
At, is mainly caused by the pedestal.

Figure 2 displays PL excitation spectra measured in
these time windows. As follows from Fig. 2, no excita-
tion bandswererevealed at 290 K in theregion of optical

Table 2. Parameters of the defect-related photolumines-
cence bands of LBO measuredat T=7 K and E,, = 6.3 eV

Parameter Aty At, Tota
En, eV 272 3.45 3.36 271 3.35
FWHM, ev | 0.87 1.78 1.23 0.88 124
S % 60 40 100 11 89

Note: E,, and FWHM are the position of the maximaand the full
widths at half-maximum of bandsin the luminescence spec-
trameasured in time windows At; and At, (the positions of
the windows are shown in Figs. 1, 2) or in the PL spectra
measured without time resolution (Total); Sis the percent-
age contribution of elementary bands to the PL spectrum.
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transparency of LBO (E. < 7.5 €V). At the sametime, at
7 K, the excitation spectrum of the fast component (win-
dow At,) exhibits awide band (FWHM = 0.53 eV) with
amaximum at 6.25 eV (Fig. 2c). In its intensity, this
band competes with the main PL excitation band of
LBO in the exciton region at 7.9-8.0 eV. However, the
efficiency of excitation of the slow component (window
At,) in the region of thisband isinsignificant (Fig. 2).

Figure 3 shows the PL spectra of an LBO crystal at
7 K excited by photons with an energy of 6.3 eV. The
PL spectrum of the slow component (pedestal) is rep-
resented by awide Gaussian band with a maximum at
3.3 eV (Table 2). The PL spectrum measured in the
time window At,; contains two bands at 2.7 and 3.4 eV.
In the band located at 3.4 eV, about 40% of the light
sum of PL is emitted (Table 2), whereas the contribu-
tion of the pedestal to the time window At; does not
exceed 0.3%. The total PL spectrum (without time res-
olution) consists of two bandsat 2.7 and 3.3 eV, but the
contribution of the short-wavelength band to this spec-
trum reaches 89% (Table 2). These estimates show that
at 7 K, the spectrum of the fast component of PL with
T = 8.3 ns contains both bands (at 2.7 and 3.4 V),
whereas the spectrum of the pedestal (slow compo-
nents) exhibits only one band at 3.3 eV.

When the LBO crystals are excited at 7 K by pho-
tons with energies above the fundamental absorption
edge, the kinetics of the PL decay is represented by two
fast components with time constants T, < 1 nsand 1, =
8.8 ns. However, the mgjor part of the light sum (85—
98%) is accumulated in the pedestal. A comparison of
the time-resolved PL emission spectra (Fig. 4) and
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Fig. 2. Normalized PL excitation spectra of the LBO crystal at (a) 290 and (b, ¢) 7 K in the luminescence bands located at (a, ¢) 3.5
and (b) 4.2 eV intime windows (1) &t; = 2.1 ns, Aty = 5.9 nsand (2) dt, = 62 ns, At, = 332 ns.

Intensity, arb. units

Photon energy, eV

Fig. 3. Photoluminescence emission spectraof the LBO crystal at T =7 K and E., = 6.3 €V, measured in time windows (1) ét; =
2.1ns, At; =5.9nsand (2) &t, = 62 ns, At, = 332 ns; (3) PL spectra measured without time resol ution.
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Fig. 4. (a) Photoluminescence emission spectra of LBO at
T=7 K and Eg = 8.8 eV, measured in time windows
(1) &t, =21.3ns, Aty =111 nsand (2) dt; = 1.2 ns, At; =5.6 ns.
(b) Spectral dependences of the kinetic parameters of PL:
(3) percentage contribution of the pedestal to the total light
yield, (4) total light yield under the PL decay curve, (5) spe-
cific light yield of the component with T = 8.8 ns, and (6)
specific light yield of the component witht < 1 ns.

time-resolved PL excitation spectra (Fig. 2) shows that
each of them contains no less than two overlapping
bands caused by the fast decay components. To clarify
the contribution of fast components to these bands, we
studied the kinetics of PL in various spectral points at
various energies of the exciting photons. When measur-
ing each curve, the number of photons striking the crys-
tal was always the same. Based on an analysis of these
curves, we constructed spectral dependences of the
parameters of the PL kinetics (Figs. 4, 5). As follows
from Fig. 4, at E,, = 8.8 eV, the spectral dependence of
the light yield of slow components (pedestal) hasadis-
tinct maximum at 3.7 eV and a shoulder at 4.2 eV. The
spectrum of the light yield of the fast component with
T, < 1 ns has a similar character, whereas in the spec-
trum of the light yield of the second fast component
(with T, = 8.8 ns), the amplitudes of both bands (at 3.7
and 4.2 eV) are amost identical. This means that the
observed monotonic decrease in the contribution of the
pedestal (sow components) to the total light yield
under the curve of the PL decay (Fig. 4) is caused by the
corresponding increase in the contribution of the sec-
ond fast component with T, = 8.8 ns.
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Fig. 5. () Photoluminescence excitation spectra of LBO
at T=7K and E, = 4.2 eV, measured in time windows (1)
oty =21.3 ns, At, = 111 nsand (2) &t; = 1.2 ns, At; =5.6 ns.
(b) Spectral dependences of the kinetic parameters of PL:
(3) percentage contribution of the pedestal to thetotal light
yield, (4) total light yield under the PL decay curve,
(5) specific light yield of the component with T = 8.8 ns,
and (6) specific light yield of the component withT <1 ns.

In the region of the fundamental band of LBO, the
PL excitation spectrum at 7 K is represented by two
main overlapping bands at 7.9-8.5 and 8.5-9.2 eV
peaking at 7.9 and 8.75 eV, respectively (Figs. 2, 5). An
analysis of the contributions of various decay compo-
nents to these bands (Fig. 5) showsthat in the spectrum
of PL excitation at E,,, = 4.2 eV, the fast component T, <
1 nsand the pedestal mainly contribute to thefirst exci-
tation band at 7.9 eV. The second excitation band at
8.75-9.2 eV ismainly dueto the second fast component
T, = 8.8 ns. As follows from the time-resolved excita-
tion spectra (Fig. 5), the second fast component is
excited inefficiently at the edge of the fundamental
band but dominates in the energy range E., > 8.5 eV
and yields a maximum contribution to the light sum at
9.0 eV. Asthe energy E,, increasesfurther, theintensity
of this maximum decreases (Figs. 2, 5). In the energy
range of 7.9-9.5 eV, the contribution from the pedestal
decreases, which is due to the corresponding increase
in the contribution from the second fast component 1, =
8.8 ns.
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4. DISCUSSION

The photoluminescence of the LBO crystal begins
at photon energies above 7.5 eV [14, 16]. In this con-
nection, the PL bands at 2.7 and 3.3 eV that are effi-
ciently excited in the region of the optical transparency
of the crystal by photonswith an energy of about 6.3 eV
should be regarded as being caused by the lumines-
cence of intrinsic or impurity lattice defects of LBO.
The exponential law of decay of the main component of
the PL kineticsindicates the intracenter character of the
luminescence process. Previously, we found a wide
band of optical absorption of LBO at 6.2 €V, which
manifests itself at 80 K after irradiation of the LBO
crystal with a 200-keV electron beam [17, 18]. The
stimulation of the optical absorption into this band by
irradiating the crystal with an ArF laser at room temper-
ature leads to the excitation of PL at 3.3 eV [19].

The determination of the nature of these defects in
LBO requires special experimental investigations. At
present, we can only suggest general considerations
about it. It was established in [20] using high-resolution
infrared spectroscopy that during heat treatment of
LBO crystals, some changes occur in the nearest neigh-
borhood of Li—-O bonds because of the migration of
vacancies and interstitial atoms. In [21], we computa-
tionally analyzed the possihility of capturing electrons
in LBO at free (broken) orbitals of boron atomsthat are
directed toward an oxygen vacancy. The calcul ated data
predict the possibility of forming local levels of the
ground and excited states of defects in the forbidden
energy band of LBO. The tentative characteristics of
these defects are qualitatively similar to those of F*
color centers in some oxide crystals [22]. In this con-
nection, we may assumethat the PL of the LBO crystals
at 3.3 eV isdueto color centers that are characterized
by the optical absorption band at 6.2 eV. On the other
hand, we cannot exclude the possibility of forming
defects based on some uncontrolled cation impurities.
For example, for the paramagnetic O~ center in LBO,
the problem of the mechanism of stabilization of the
hole at a regular oxygen ion still remains unsolved to
date [23]. A similar center inAl,O5:Sc representsahole
at an oxygen ion stabilized by an impurity atom of
scandium [12, 24]. However, in any case, the estab-
lished spectral—kinetic and luminescence—optical char-
acteristics of this color center in LBO permit its use as
a luminescence probe for studying the dynamics of
electron excitations.

The excitation of an LBO crystal at 7 K by photons
with energies above the fundamental absorption edge
leads to the appearance of intrinsic luminescence in a
band located at 3.6-3.7 eV, which significantly overlaps
with the band of PL of defects. This may be one more
causefor the apparent efficient excitation of PL at 3.3 eV
in the region of the fundamental absorption edge of
LBO at low temperatures (Fig. 2). Inreality, an analysis
of the spectra (Fig. 2) and kinetics of PL indicates that
the contribution of color centersto the PL of LBO upon
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its excitation in the region of the fundamental absorp-
tion edge is insignificant, which implies a low effi-
ciency of the exciton mechanism of energy transport to
color centers. This situation is typical of crystals of
complex oxides (e.g., YAG [25]), in which the contribu-
tion of the exciton mechanism to the energy transfer
becomes actual only at high concentrations of activa-
tors, when the probability of the formation of excitons
in the immediate vicinity of these centers increases.
Otherwise, a competitive channel of energy transfor-
mation (related to exciton self-trapping) dominates.
With a further increase in the energy of exciting pho-
tons, the excitation of color centers by hot photoel ec-
trons can occur in the region of band-to-band transi-
tions. Indeed, in the spectrum of the fast component of
PL near 3.3 eV, a hump is observed, whose intensity
increases with increasing energy of the exciting pho-
tons[8].

Now, we discuss the results that concern the bands of
intrinsic luminescence of LBO excited only in the funda
mental absorption band of the crystal. An analysis of the
time-resolved excitation spectra of luminescence of
LBO reveded the existence of a fine structure in these
spectra near the fundamental absorption edge (Figs. 4,
5). It is obvious that the different PL excitation bands
have different natures. The band at 7.9 eV was ascribed
to the optical production of molecular excitons (ME) in
LBO [8]. The sdlf-trapping of MEs and the subsequent
radiative annihilation of STEs lead to the PL at 3.6-3.8
eV. The efficiency of excitation of thisPL is highest just
in the long-wavelength portion of the expected region of
production of free excitonsin LBO (7.9-8.5 eV), where
the optical absorption coefficient is 10-10* cm™. In con-
trast to alkali-halide crystals, no luminescence band of
the given STEswasreveded inthe TSL spectra (15-300
K) of LBO. The efficiency of excitation of thisband in
theregion of band-to-band transitionsin LBO issmaller
by a factor of about 40 than in the exciton region. The

0, 0,

Fig. 6. Adiabatic curves of potential energy of STEin LBO
crystals.
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difference in the properties of this luminescence and the
luminescence of STEs in alkali-halide crystals reflects
the fundamentd difference in the processes of self-trap-
ping in these two types of crystals.

In the short-wavelength part of the tentative region
of production of free excitonsin LBO (8.5-9.2 eV), an
efficient excitation of PL at 4.2 €V occursat 7 K. This
PL is not excited in the region of the crystal transpar-
ency; its excitation band partly overlaps with the main
excitation band of PL in LBO at 8.0 eV and is shifted
with respect to it toward the short-wavelength region by
about 1 eV (Fig. 5). Intheregion of production of elec-
tron—hole pairs, the efficiency of excitation of thisPL at
7 K ismuch smaller. By thetotality of its properties, the
PL band at 4.2 €V can bereferred to the intrinsic emis-
sion of LBO caused by the annihilation of localized
electron excitations. However, their nature, as well as
the nature of primary electron excitations formed by
photons with energies of 8.5-9.2 eV, differ from those
characteristic of the preceding case.

In complex oxides, two alternative mechanisms of
the formation of STEs are distinguished. The first is
related to the optical production of excitons (exciton
mechanism) and its subsequent relaxation into a self-
trapped state. The second mechanism is connected with
the formation of STESs through the relaxation of elec-
tron excitations from the lower states of the electron—
hole continuum (recombination mechanism) [4, 9]. In
many cases, these mechanisms can lead to substantially
different final stages of relaxation (different configura-
tions of STES), thereby causing the appearance of dif-
ferent luminescence bands (bands | and 11 in Table 1).
The causesfor the formation of different configurations
of STEsin complex oxides are connected with the sig-
nificant nonuniformity of the electron structure of the
valence band (VB). It is well known that in low-sym-
metry crystal fields, there occurs acomplete splitting of
the 2p states of oxygen that form the upper states of the
VB in oxides[26]. The nonbonding orbitals (Ttorbitals)
occupy the uppermost position, form the top of the VB,
and determine the dynamics of relaxed holes. In the
upper, rather narrow subband of the VB (UVB) with a
weak dispersion, the holes are characterized by arela
tively large trandational mass [9, 27]. As a result of
covalent effects, the lower subband of the valence band
(LVB) has a large width and large dispersion and is
responsible for the significant covalent contribution to
the oxygen—metal chemical bond. It was shown by two-
photon spectroscopy [25] that in YAG crystals, the situ-
ation with two types of electron excitations resembles
to acertain extent the case of the overlap of the energy
states of direct excitons with the edge of band-to-band
transitions (the lower state of the electron-hole contin-
uum), as is the case, e.g., in crystals of silver halides
[2]. Such an overlap of statesisresponsible, in particu-
lar, for the instability of excitons with respect to self-
ionization. Comparing these data with experimental
results (Figs. 2-5), we can assumethat, at 7 K, photons
with energies of 8.5-9.2 eV formin LBO electron exci-
tations which are closely related to the lower states of
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the electron—hole continuum. In our opinion, the self-
trapping of these electron excitationsat 7 K leadsto the
formation in LBO of STEs of another configuration.
The radiative annihilation of such STEs causes the
luminescence of LBO at 4.2 eV.

Figure 6 displays a simplified scheme of the pro-
cesses of excitation and relaxation of electron excita-
tionsin LBO. The different configurational coordinates
(Q, and Q,) in this figure correspond to the different
ways of lattice relaxation upon the formation of two
types of electron excitations. As follows from the
model under consideration, the molecular exciton €°
produced by photoexcitation in the immediate vicinity
of the fundamental absorption edge or as a result of
relaxation from highly excited states then relaxesinto a
self-trapped state (configurational coordinate Q). It
was shown in [8] that the molecular exciton € in LBO
is formed with the participation of states of the LVB.
The sdlf-trapping of the hole component of the molec-
ular exciton isimprobable because of the small transla
tional mass of holesin the LVB. However, the Sumi’s
theory [28] predicts that although an electron or ahole
cannot be self-trapped separately, such self-trapping is
probable for an exciton as a whole if the deformations
produced by an electron and a hole are added. Such an
STE should haveasmall radiusand alarge trandational
mass and is called a*“ self-shrunk exciton” (SSE). Since
the formation of an SSE requires a synchronous defor-
mation of the lattice by the electron and the hole, no
SSEs are usually formed in recombination processes.
It was shown only recently that the formation of SCEs
upon recombination of an electron and aholeis possi-
ble in Al,O; at high densities of excitations (above
108 cm) [12]. It was supposed [12] that the majority
of the observed bands of intrinsic luminescencein com-
plex oxides (band | in Table 1) belong to SSEs. In this
connection, it is reasonable to suppose that the molecu-
lar excitons €° in LBO (Fig. 6) become self-trapped via
this mechanism into the SSE state whaose radiative anni-
hilation causes luminescence at 3.6-3.8 eV.

The lowest-energy band-to-band transitions should
occur from the states of nonbonding oxygen orbitals of
the upper valence subband that form the top of the
valence band. As is shown in Fig. 6, it is these transi-
tions that cause the manifestation of recombination
processes in the energy region of photoproduction of
molecular excitons. The hole of the upper valence sub-
band has a relatively large trandlational mass and can
pass into the state of a polaron of small radius, which
suits the role of the hole core of the STE well. The
vibrational relaxation from the lower states of the elec-
tron—hole continuum that contains the holes of the
upper valence subband can lead to the formation of an
self-trapped electron excitation (configurational coor-
dinate Q,) whose radiative annihilation causes the
luminescence of LBO at 4.2 eV. It is assumed that a
similar mechanism is realized in some other complex
oxides (band Il in Table 1). At low temperatures, the
intensity of this band is relatively small; however, it
does not become frozen even at 4 K. Using one-photon
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and two-photon optical spectroscopy, it was shown for
some complex oxides[11] that the interaction between
exciton states and the lowest states of the electron—hole
continuum is very weak; therefore, either type of elec-
tron excitation can arise independently. The possibility
of the simultaneous observation of both branches of
relaxation is due to the competition of the processes of
fast self-trapping and relatively slow self-ionization. 1t
was shown in [29] that for ardatively large region of
the Sumi diagram, two types of self-trapping can coex-
ist: SSE and STE, whose core is a self-trapped hole
belonging to the upper subband of the valence band.
The physical processes that lead to the formation of
thesetypes of STEsare substantially different, whichis
reflected in the complex character of the temperature
dependences of the luminescence intensity and in the
differencesin the excitation spectra and decay kinetics.

In contrast to alkali-halide crystals and SiO,, long
searchesfor the existence of aself-trapped holein com-
plex oxides (such asAl,O;, BeO) were unsuccessful. In
the close-packed oxygen sublattice of such compounds,
the holes in the polaron state can migrate even at 4 K,
sincetherelated | attice polarization appearsto beinsuf-
ficient to provide for self-trapping. Moreover, in Al,O4
crystals with a defect concentration of about 10 ppm,
the holes are localized just near variousimpurity atoms
and weak lattice distortions[12]. It can be assumed that
in complex oxides, the self-trapping of a hole occurs
only if the hole is part of an electron-hole pair formed
upon recombination of an electron and arelaxed hole of
the upper valence subband. In contrast to the situation
with the formation of an SSE, the hole in the upper
valence band has a large trandational mass and can
serve as the core of an STE. We assume that it is the
radiative annihilation of such an STE that isresponsible
for the luminescence band at 4.2 K in LBO. As was
established in [12], the cross section for the recombina-
tion of mobile electron and hole is small, but in alocal
region where small inhomogeneities exist (weak lattice
distortions or point defects that do not produce el ectron
or hole traps), the recombination cross section can
increase by several orders of magnitude. Thusin Al,Os,
the recombination cross section near adefect (Sc®*) that
does not form atrap is higher by three orders of magni-
tude than the corresponding cross section for the
defect-free region [12]. It is obvious that if charge car-
riers of only one sign are localized at defects (as, e.g.,
in the case of TSL), the probahility for recombination
increases even greater. If in this case the defects have no
activator luminescence bands, localized €lectron exci-
tations can be formed whose parameters are close to
those for the STEs of the recombination type and quite
weakly depend on the parameters of the defect. Indeed,
the spectrum of the main peaks of TSL in LBO (130
and 240 K) is concentrated in the 4.2-eV band [30]. A
similar phenomenon was observed previously in BeO,
where the thermostimul ated el ectron and hole recombi-
nation with the participation of various defects that
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have no activator PL bands leads to luminescence at
4.9 eV (band Il in Table 2) [5,31,32].

The kinetic energy of the components of an elec-
tron-hole pair produced at 7 K by photons with an
energy closeto E, issmall. Thisimplies alarge proba-
bility of recom%i nation in geminate (geneticaly
related) pairs with subsequent formation of STES
according to the above-described mechanism. With
increasing exciting-photon energy, the components of
the electron—hole pair acquire a kinetic energy suffi-
cient for them to leave their “birthplace” (to “fly
away”). The band electron and the band hole that are
formed as aresult of such flying away at 7 K immedi-
ately becomelocalized at traps. Therefore, it isonly the
lowest-energy band-to-band transitions from the levels
of the upper valence subband (at the top of the valence
band) that can lead in LBO to the formation of electron
excitations whose self-trapping yields STEs of the
recombination type. It is this mechanism that, in our
opinion, isresponsible for the excitation band at 9.0 eV
(Fig. 5).

As the temperature of the LBO crystal increases to
above 240 K, thermostimulated delocalization of
charge carriers from traps occurs; these charge carriers
give an additiona contribution to the recombination
process. The natural consequences are an increase in
theintensity of the PL band at 4.2 eV and anincreasein
the efficiency of excitation of this band by photonswith
energies exceeding E4 (Fig. 2). Thekineticsof PL decay
under these conditions is determined by the processes
of thermostimulated delocalization of charge carriers
and is characterized by atime constant in the microsec-
ond or millisecond range [33, 34].

An analysis of spectral dependences of the parame-
ters of the PL kinetics (Fig. 4) shows that the decay
component with T = 8.8 ns manifests itself in both
bands of intrinsic PL of LBO, athough itsrelative con-
tribution to these bands changes. Since the interference
of the STE and SSE statesisimprobable [29], thiscom-
ponent can be related to the process of branching
between the states of primary electron excitations that
are responsible for the corresponding STE and SSE. It
is well known [11] that the interaction between the
exciton state of the molecular exciton and the lowest
states of the electron-hole continuum is very weak, but
with increasing excitation energy, their interaction
increases sharply. In our case, the energy of photon
excitation E,, = 8.8 eV lies in the region of the maxi-
mum of the short-wavelength excitation band (Fig. 5).
According to the model under consideration, this max-
imum should lie much higher than the onset of band-to-
band transitionsinto the states of the el ectron—hole con-
tinuum that includes holes of the upper valence sub-
band. In this connection, it is reasonable to relate the
T =8.8-nsPL decay component located at 4.2 eV to the
process of interaction (scattering) between the molecu-
lar exciton states and electron—hole continuum of the
upper subband of the valence band.
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CONCLUSION

Thus, an analysis of the results of vacuum ultravio-
let luminescence low-temperature time-resolved spec-
troscopy permitted us to distinguish photolumines-
cence (PL) bands of LiB;O5 (LBO) that are related to
defects (2.7 and 3.3 eV) and the bands of intrinsic lumi-
nescence of the LBO crystal caused by radiative anni-
hilation of two types of self-trapped excitons (STES).
The luminescence band at 3.6 eV (band I) isrelated to
the annihilation of self-shrunk excitons (SSEs), which
is aresult of the self-trapping of a molecular exciton
(ME) with a hole component in the lower subband of
the valence band (LVB). A self-trapped exciton of
another type is formed upon the self-trapping of pri-
mary electron excitations produced by the recombina-
tion of amobile electron and a heavy hole in the upper
valence subband (UVB). The probability of such apro-
cessis extremey low, but under certain circumstances
it canincrease by several ordersof magnitude: (a) inthe
case of geminate (genetically related) electron—hole
pairs produced by photons near the onset of band-to-
band transitions, (b) in the presence of small inhomoge-
neities (weak lattice distortions and defects that do not
produce traps), and (c) in thermostimulated recombina-
tion processes involving defects that have no activator
photoluminescence bands. The radiative annihilation of
self-trapped excitons of recombination type in LBO
results in a photoluminescence at 4.2 €V (band I1). The
decay component of this photoluminescence with T =
8.8 nsis ascribed to the process of interaction (scatter-
ing) between the molecular exciton states and the states
of the electron—hole continuum involving holes of the
upper subband of the valence band.
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Abstract—Temperature dependences of pyroelectric coefficients y™ and yS corresponding to the mechanically
free (T) and clamped (S) states of alithium triborate (LBO) sample are studied and found to be nonmonotonic.
It is proposed that the anomalies are associated with an increase in anharmonism of the lithium sublattice of
LBO long before its transition to the superionic state. The spontaneous polarization at T = 200 K is estimated
to be 0.25 C/m?. In the structural motif, the mesotetrahedraresponsible for the emergence of spontaneous polar-
ization of LBO are singled out. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

The interest in lithium triborate (LiB;Os) is due to
the peculiar combination of its physical properties. In
view of its high nonlinear (quadratic) susceptibility and
broad transparency region (from 4.6 to 7.9 eV) [1, 2],
this substance belongs to the class of pyroelectrics and
can go over to the superionic state [3] at high tempera-
tures.

Lithium triborate (which will be henceforth referred
to as LBO) crystals belong to the orthorhombic system
(space group Pna2;). Traditiondly, its structure is
formed by plane BO; triangles and BO, tetrahedra
combined into a 3D skeleton through common oxygen
ions [4]. Lithium ions are localized in the voids of the
skeleton and lie along the 2, symmetry axis, which cor-
responds to the orientation of the spontaneous polariza-
tion. It was found [3] that the so-called through chan-
nels in the structure are also oriented along this direc-
tion. An analysis of the features of the LBO structure
and the experimentally established ionic-type conduc-
tionat T > 400 K indicate the possibility of ionic trans-
port of Li aong the direction of the spontaneous polar-
ization. A natural question arising in this connection
concerns the possibility of experimental estimation of
the temperature from which the instability of the lith-
ium sublattice starts manifesting itself. The answer to
this question obviously stems from analyzing the man-
ifestations of the pyroelectric effect, since the enhance-
ment of the anharmonism in the lithium sublattice (long
before its transition to the superionic state) must affect
the total dipole moment of the LBO structure in the
(D01 direction. Thisis of practical importance since it
could provide preliminary information on the possible
temperature dependence of the nonlinear (quadratic)
susceptibility of a pyroelectric possessing some coeffi-
cientsdirectly connected with spontaneous polarization

[5]. The spontaneous polarization of a pyroelectric can
be estimated from the results of optical and pyroelectric
measurements.

Thiswork is devoted to analysis of the pyroelectric
properties of mechanically free and clamped lithium
triborate crystals and to determining the features of the
LBO structure responsible for the pyroelectric effect
and, hence, for the spontaneous polarization of the
crystal.

2. EXPERIMENTAL TECHNIQUE

LBO crystals grown from solution in melt bel ong
to the linear pyroelectric class (point group mm2).
A sguare billet cut from an initial boule was oriented
and polished to fit the size 8.0 x 8.06 x 1.53 mm. The
deviation in the orientation relative to the 2, axis did
not exceed 30'. The electrode material deposited on
the (001) faces was of silver paste, thus providing a
good ohmic contact with the sample. The sample
intended for temperature measurements was mounted
in a helium cryostat in a specia crystal holder. The
sample temperature was monitored using a Cemox-
1050-SD thermometer. A quasi-continuous tempera-
ture regime was set using a Keithly-220 programmed
power supply, which made it possible to select (taking
into account the time constant of the measuring sys-
tem) the required rate of continuous variation of the
temperature. The charge generated by the sample was
measured as a function of T using a Keithly-617 pro-
grammed el ectrometer. Theresistance of the samplewith
current leadswas of the order of 10 Q at ~300K. In our
experiments, two versions of sample connection were
realized: (a) mechanically free (the sample was hang-

1 The results of dilatometric measurements [6] and the results pre-
sented below also confirm this fact.

1063-7834/01/4308-1464%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Fig. 1. Temperature dependence of the change in the spontaneous polarization of a mechanically free LBO crystal; S= 65mm2.
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Fig. 2. Temperature dependence of the pyroelectric effect for amechanically free (y') and clamped (y) LBO crystal; S= 65mm?.

ing on current leads) and (b) mechanically clamped
(the sample was pressed between bulk electrodes).
The results of measurements of the spontaneous
polarization APg presented in Fig. 1 indicate the high
quality of the samples (nho anomalies are observed in
the liquid-helium temperature region) and good repro-
ducibility of the experimental data (the experimental
points for sample heating and cooling coincide).

PHYSICS OF THE SOLID STATE Vol. 43 No. 8

3. RESULTS AND DISCUSSION

The results of measurements of the pyroelectric
coefficients y" and y® for the above states of the sample
are presented in Fig. 22The temperature dependences
of y"and y® coincide to within the measurement error in

2 The choice of the sign of the pyroelectric coefficients is dictated
by the obvious condition dPg/dT < 0.

2001
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1 1 J
200 250 300
T,K
Fig. 3. Temperature dependence of the contribution from

the wconda_rry pyroelectric effect Ay to the pyroelectric
coefficient y' for an LBO crystal.

Fig. 4. Atomic structure of pyroelectric LBO presented asa
combination of mesotetrahedra of A and B types: (a) projec-
tion of the LBO structure on the (x, y) plane; hatched and
light circles are lithium atoms with coordinates z = 0.9545
and 0.4545, respectively; (b) a mesotetrahedron and its
resultant dipole moment D,; and () projection of alayerin
the structure on the (y, 2) plane.

the low-temperature range and diverge starting from
200 K. According to Cady [7], their differenceis deter-
mined by the contribution from the secondary pyroelec-
tric effect,

Ay(T) = YT —VS = €311011 T €320 + €333033:

and is expressed in terms of the piezoelectric moduli
e and the linear expansion coefficients g;; of LBO.
The Ay(T) dependence obtained by us is presented in
Fig. 3. The lack of information on the piezoelectric
effect in LBO does not allow usto compare the experi-
mental data with the phenomenological theory. Taking
into account the linear-expansion anisotropy data [6],
we can state that the g;,(T) dependences are monotonic

PHYSICS OF THE SOLID STATE \Vol. 43
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for LBO crystalsin thistemperature range. The temper-
ature dependence of the secondary pyroelectric effect
in lithium triborate is rather peculiar: the sign of Ay
coincides with the sign of the primary pyroelectric
effect up to 245 K and is then reversed in the interval
from 245 to 295 K; then, the contribution of the second-
ary effect exhibits a strong tendency toward growth,
which can indicate a decrease in the primary pyroelec-
tric effectin LBO. Thereliability of the obtained results
indirectly confirms the data on the temperature depen-
dence of the LBO lattice parameters in the temperature
range from 0to 800°C [6]: d¢/dT <0, wherecisthelat-
tice constant along the 2, axis.

The data on the pyroelectric effect in LBO at tem-
peratures above 200 K are of special interest. In spite of
the fact that the resistivity of LBO in this temperature
interval exceeds 10 Q cm, the temperature depen-
dences of y" and y® deviate from the standard behavior
typical of the pyroelectric effect in high-resistivity
pyroelectrics. Weinterpret thisresult asamanifestation
of strong anharmonism of lithium atoms relative to the
entire skeleton of lithium triborate. Consequently, we
can state that the emergence of ionic transport at T >
400 K is preceded by an enhancement of anharmonism
of the lithium sublattice in the crystallographic direc-
tion [DO10 In order to explain the phenomenon
observed, we should analyze the structure of LBO in
more detail. For this purpose, we use the crystallo-
graphic approach [8], which makes it possible to single
out a set of noncentrosymmetric invariants describing
the deviation of the crystal from central symmetry.

In our opinion, the LBO structure can be presented
as a combination of A- and B-type mesotetrahedra
formed by the PO, group and Li atoms, whose probable
position is displaced towards an apex of the mesotetra-
hedra (Fig. 4a). Such an asymmetric position of lithium
atomsisdetermined by local crystal fields, whose effect
decreases upon heating, and mesotetrahedra gradually
become equivalent.

According to the results of structural studies[4], the
tetrahedra in question are strongly deformed and their
local symmetry correspondsto thel group. In the pack-
ing in the LBO structure, mesotetrahedra (for example,
of type A) must possess a dipole moment D, in the
direction coinciding with the symmetry axis (Fig. 4b).
It can easily be verified that the dipole moment of the
next mesotetrahedron has the opposite orientation and
D4 # Dg in accordance with the symmetry conditions.
Thus, infinitely long chains extended along the polar
direction are formed and each of them has trand ational
symmetry along the axis. The mesotetrahedraform two
sublattices, each of which possesses a spontaneous
dipole moment. These moments only determine the
spontaneous pol arization P(A) and P¢(B) of the sublat-
tices. It can easily be proved that their invarianceis pre-
served only if they are oriented along the 2, axis and
differ not only in magnitude but also in sign. In this
case, their difference is equal to the spontaneous polar-

No. 8 2001
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Spontaneous polarizations for some Li-based compounds

Compound Pg, C/Im?
LiB3Os 0.27
LiTaO, [10] 0.50
LilOs[11] 15

ization Pg, which can be estimated experimentally in
the case of ferroelectrics.

Itiswell known [9] that direct measurements of the
spontaneous polarization in linear pyroelectrics are
very difficult and that experiments provide information
only on the temperature variation of Pg If, however,
information on the pyroelectric coefficient, birefrin-
gence An [8], and the temperature variation of An (i.e.,
0AN/aT) is available, we can estimate Psas[8]

Ps O (2Any)/(0AN/0T).

All the initial data and the results of calculations are
compiled in the table. It is beyond doubt that the spon-
taneous polarization of this type of lithium compounds
is much higher than in other compounds, including fer-
roelectrics. In our opinion, thisfact should be attributed
to the high anharmonicity of the Li-BO,, Li— O, and
Li-TaO; groups constituting the mesotetrahedra of
these compounds (see, for example, [12]). In turn, the
purely crystallographic packing sequences of mesotet-
rahedrain general and in lithium compounds in partic-
ular can differ considerably. For example, the apexes of
the mesotetrahedrain LiO; and LiTaO; single crystals,
whose local symmetry corresponds to point group 3m,
arealigned along the highest symmetry axis of the point
symmetry group of the crystal. It follows from Fig. 4¢
that a different situation is observed for LBO: the
apexes of mesotetrahedra are oriented along irrational
directions. This packing is not exceptiona and is

PHYSICS OF THE SOLID STATE Vol. 43 No. 8
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observed, for example, in crystals of the KH,PO, type.
Thus, it is clear why the spontaneous polarization and,
hence, the pyroel ectric coefficient arelargest in trigonal
crystals (see table).
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Abstract—Acoustic investigations of layered crystals KY (M0O,), and glassy aloys SixgTeg, (with inclusions
of nanocrystallites) are performed with the purpose of elucidating the character of binding forces in layered
materials. The absorption and velocity of sound, as well as the spatial evolution of the spectrum of acoustic
fluxesin various directionsin wide ranges of temperatures (90-300 K), frequencies (14-1800 MHz), and inten-
sities (0.04-100 W/cm?) of sound, are measured. Acoustooptical and pulse-echo methods were used for the
measurements. A theoretical analysis of the data obtained has revealed anomalously large values of the nonlin-
ear elastic coefficients and anharmonicity constants of longitudinal phonon modes that are determined by the
anharmonicity of binding forces across the layers and at boundaries with nanocrystallites. It is shown that the
anisotropy of the mechanical strength of layered crystals isto alarge extent determined by the anharmonicity
of binding forces. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

The investigation of physical properties of layered
materialsis of asagreat importance now as ever. Most
suitable natural objects for such investigations are lay-
ered crystals possessing a strongly pronounced anisot-
ropy of mechanical strength. The presence of anisot-
ropy manifestsitself inthermal, optical, and other prop-
erties of these crystals [1] so vividly that one is
permitted to speak of a two-dimensional character of
physical phenomenain these crystals.

When studying the influence of mechanical anisot-
ropy on the photoelastic effect in layered crystals of
GaSe [2] and KY (M00Q,),, a high anisotropy of photo-
elasticity was reveaed [3]: the corresponding photo-
elastic moduli differed by about an order of magnitude.
On the other hand, the authors of [2] showed that the
layered structure of GaSe crystals led to a two-dimen-
sionalization of the exciton wave function.

The problem of the character of binding forces that
determine the specific properties of layered crystals has
not yet been completely solved. The previousinvestiga:
tions of elastic properties of such crystals[4, 5] showed
that the significant anisotropy of mechanical strength
does not lead to equally strong anisotropy of linear
binding forces. Thus, the ratios of second-order elastic
moduli [6] (that are determined by the binding forces)
along and perpendicular to layers in layered crystals
differ only dlightly from the ratio of the corresponding
moduli in crystals that do not possess mechanical
strength anisotropy. For example, C,,/Cs; = 3 for
clearly pronounced layered GaSe crystals [4] and
C4/Cy; = 2.3 for Te crystals. This suggests that a
decrease in the binding forces is not the main cause of
the significant decrease in mechanical strength in the
corresponding directions of layered crystals.

Naturally, a question arises as to how the ways in
which the nonlinear elastic properties, which are deter-
mined by the anharmonicity of binding forces and, in
turn, determine the magnitudes of the third-order elas-
tic moduli [6], changein layered crystals. In view of the
experimental difficulties related to the difficulty of
growing crystals of high quality and sufficiently large
dimensions, as well as to some difficulties of methodi-
cal character, only a restricted number of works are
available at present that are devoted to investigation of
the anharmonicity of binding forcesin layered crystals
[5, 7, 8]. To calculate the Griineisen constant y [9] that
characterizes the anharmonicity of binding forces,
changes in the ultrasound velocity or shifts of Raman
scattering lines under the effect of hydrostatic pressure
were used in the above works. The calculations based
on such measurements yield values of an order of 1to
10 for y of longitudinal phonon modes propagating
across the layers. However, in view of the existence of
surface inhomogeneities characteristic of layered crys-
tals due to the splitting of layers in the course of the
preparation of crystals, the method with the use of
hydrostatic pressure can give noticeable errors. As to
the investigations of elastic nonlinearities in layered
crystals by the direct measurements of the spatial gen-
eration of higher harmonics of a corresponding ultra-
sonic wave, no such works have been performed as yet.

This work is devoted to the investigation of the
anharmonicity of binding forcesin layered materials by
the acoustooptical method, which permits oneto follow
in detail the spatial evolution of the spectrum of an
ultrasonic wave introduced from outside and, conse-
guently, to measure (to a sufficient accuracy) nonlinear
elastic coefficients and to obtain the anharmonicity
constants of the corresponding phonon modes. As the
object of investigation, we used not only layered crys-
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tals but also an isotropic alloy containing nanocrystal-
litesasinclusions. The investigation performed showed
that the nonlinear elastic properties at the boundaries of
such crystallites exhibit some features that are charac-
teristic of layered crystals.

2. EXPERIMENTAL TECHNIQUE

For the investigations, we used layered crystals of
KY(MoO,),. They possess high optical transparency,
uniform optical properties, and acoustooptical effi-
ciency [3] inthevisible range and are excellent objects
for studying nonlinear acoustic properties by the acous-
tooptical method. The crystals have a rhombohedral
symmetry (D) and exhibit perfect cleavage on planes
XZ and less perfect cleavage on planes XY [10].

We used single crystals prepared in the Institute of
Inorganic Chemistry, Siberian Division, Russian
Academy of Sciences. Optically uniform crystals
4 x 4 x 10 mm in dimensions were oriented along crys-
tallographic axes. The faces perpendicular to the layers
were subjected to fine polishing; those parallel to the
layers were prepared by cleaving in such a way as to
remove the damaged surface layer.

The glassy isotropic aloy SiygTeg, with inclusions
of tellurium nanocrystallites turned out to be an inter-
esting model object, in which the role of layers was
played by crystallite boundaries. The Si,gTeg, glasses
were obtained by B.T. Melekh in the | offe Physi cotech-
nical Institute, Russian Academy of Sciences. The
alloys were quenched in icy water or in air. The x-ray
diffraction analysis [11] showed that these quenching
modes yielded an amorphous alloy and an aloy con-
taining nanocrystallites of Te (about 100 A in size),
respectively. Samples 4 x 4 x 6 mm in size were pre-
pared by cutting (with cooling) and subsequent fine
grinding and optical polishing.

In acoustooptical measurements, the method of
Bragg diffraction of light on an acoustic wave was used.
The light source was an He-Ne laser (A = 0.63 um for
KY(MoO,), and A = 3.39 um for SiygTey).

As photodetectors, a FEU-62 photomultiplier (A =
0.63 um) and an InSh-based photodiode cooled with
liquid nitrogen (A = 3.39 um) were used.

The ultrasound was excited by resonance piezoel ec-
tric transducers made of lithium niobate and a piezo-
el ectric ceramic; they were glued to acorresponding face
of asample using a Nonag Stopcock. Both fundamental
frequencies of the transducers (f = 30 and 14 MHZz) and
higher harmonics were used.

Data on the sound velocity were obtained using the
ultrasonic pulse-echo-overlap technique [12]. The
accuracy of relative measurements was about 0.01% in
this case.
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RESULTS AND DISCUSSION

It was revealed upon investigation of the acoustic
properties of KY (MoQ,), crystals[3] that, asin GaSe
crystals, the anisotropy of the binding forces
(C11/Cy, = 10/3) in them differs only a little from that
of conventional crystals. Note aso the relatively small
magnitude of absorption for al types of waves (Fig. 1).
This is especially surprising for both longitudinal and
shear waves propagating along the Y axis (perpendicu-
lar to the plane of basic layers). Because of the low
interlayer mechanical strength, one could expect a
greater viscosity and, consequently, absorption of elas-
tic waves in these crystals. However, the absorption of
sound waves exhibits no anomalies; both qualitatively
and gquantitatively it corresponds to the Akhiezer's

absorption [13] a@" ~ fzvz , which is determined by the
interaction of sound with thermal phonons.

Let usdwell in more detail on theresults of theinves-
tigation of absorption of the longitudinal sound propa-
gating perpendicular to thelayers. Dataon the absorption
for thiswave (Fig. 1) were obtained under conditions of
very smal sound intensity (P < 0.1 W/cm?). With
increasing intensity, the absorption begins to grow; a
sharp dependence of the absorption coefficient on the
sound intensity is seen to occur (Fig. 2) and higher har-
monics appear and grow in the spectrum of the acoustic
flow (Fig. 3). The picture of the spatial evolution of the
spectrum of the acoustic flux is given for a lower fre-
guency (f; = 390 MHz), since with decreasing fre-
guency, agreater number of harmonics can be observed
due to the recording of a greater number of diffraction
orders. It is obvious that, with increasing sound inten-
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Fig. 1. Frequency dependences of linear absorption coeffi-
cients: (1), (2) longitudinal wavesin the X and Y directions,
respectively; (3) transverse wave propagating along the Y
direction and polarized along the X axis.
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Fig. 2. Variation of the absorption coefficient as afunction of
the sound intensity for a longitudinal wave propagating per-
pendicular to thelayers (along the Y axis). f = 800 MHz.

sity, the absorption coefficient to be measured is deter-
mined not only by the | attice absorption of sound at the
frequency of the introduced signal but also by the
energy transfer into higher harmonics. All thisindicates
the substantially nonlinear regime of propagating this
type of wave. At the sametime, upon the propagation of
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Fig. 3. Spatial evolution of the spectrum of an acoustic flux
propagating perpendicular to the layers (along the Y axis):
(2)«5) corresponding harmonics. f; = 390 MHz.
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longitudinal waves along the Z and X axes (Fig. 4) at
higher intensities of the fundamental wave, only a sec-
ond-harmonic generation can be observed. The sharp
anisotropy of the anharmonicity of binding forces is
shown most vividly in Fig. 5, where the intensities P, of
the fundamental components of longitudinal waves
propagating along the crystallographic axes at which
the generation of only second harmonic is observed
(regime of weak nonlinearity) are compared. The P,
values were obtained from the acoustooptical data on
the intensities of diffracted light I, using the known

relationship I, = 1/21,M,P(Td/(A cosB;))? (where I, is
the intensity of light transmitted directly through the

sample, d is the width of the acoustic beam, 6 is the
optimum Bragg angle of incidence for the correspond-
ing kth component, and M, is the acoustooptical Q-fac-
tor) and values of M, (seetable). It is seen from Fig. 5
that the second harmonic growsto a noticeable level in
the direction of the Y axis (perpendicular to the basic

layers) aready at a sound intensity P, = 4 W/cm?,

whereas aong the layer, the growth of the second har-
monic is only revealed when the intensity increases by

more than an order of magnitude (Pf = 100 W/cm?).

The data shown in Fig. 5, which were obtained
under conditions of weak nonlinearity (when the dis-
placement amplitude u, of the component of the funda-
mental frequency still does not change because of the
energy transfer into higher harmonics) were used to
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Fig. 4. Spatial evolution of the spectrum of acoustic flows
propagating along the basic layers: (1), (2) along the X axis;
(3), (4) dong the Z axis; (1), (3) the fundamental compo-
nents; and (2), (4) second harmonics. f; = 390 MHz.
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Elastic parameters of layered crystals KY (Mo0O,),, aloy Si,gTegy, and some other crystals
. , M, vi, _ i . Cii, Giii
Material ! 108s*g?| 10°cms™? M Yi Y 10% dyn cm= |10 dyn cm
KY (MoOy,), 1 05[3] 5.08 4 2 1.006 -7
2 21[3] 2.87 40 20 13 0.321 -13.8
3 1.93[3] 36 9 45 0.505 55
SixgTeg, 1 2800 2.03 3 15 14 0.027 -14
amorphous
SiygTeg, 1 2800 2.03 30 15 14 0.207 —-6.8
with crystallites
LiNbO; [14] 1 6.57 8.1 4.05 2.002 22
PbMoO, [14] 3 3.7 13 6.5 0.8 -13

calculate the nonlinear elastic coefficient I" for all three
crystallographic directions. In this case, with allowance
for sound attenuation determined by the linear acoustic
absorption of the material, the displacement amplitude
of the second harmonic u, is described by the following
expression [15]:

U, = T kZu3[ exp(—20,%) — exp(—a,X)] /8(ar, — 201y

where x is the distance along the sample in which the
growth of the second harmonic is measured; k;, = 211,/ v;
v isthe sound velocity; and a; and a, are the amplitude
coefficients of sound absorption at the frequency of the
fundamental component and second harmonic, respec-
tively. Taking into account the smallness of absorptionin
KY (MoQ,), crystals, we obtain from Eq. (1)

u, = FKuix/s. )

When processing the data shown in Fig. 5, we used for
calculating I' the change Au, = Uy(X) — Uy(Xp) in adis
tance Ax = X — X, (Where X, is the point nearest to the
edge of the sample, which is taken as the origin for
counting aong X) rather than the value of u, itself. This
was done to eliminate possible nonlinear contributions
that can arise because of some anharmonicity of the
input signal. This procedureiscorrect if these contribu-
tions are sufficiently small, such that they cannot influ-
ence the fundamental component.

The calculation based on Eq. (2) using dataof Fig. 5
(with f; = 390 MHz and values of v given in the table)
yields an anomalously largevalue "y, = 40 for the direc-
tion perpendicular to the basic layers. Such a value of
the nonlinear coefficient was not observed, according to
[14], in any of the known materials. For comparison,
the table also lists the values of " for crystals that pos-
sess the greatest elastic nonlinearity [14]. A value that
is smaller by an order of magnitude was obtained for
the nonlinear coefficient (I'x = 4) for the direction of the
perfect cleavage; in the Z direction, an intermediate
value was determined (I, = 9).

It is known [9, p. 313; 16] that, for longitudinal
waves that propagate along the crystallographic axes,

PHYSICS OF THE SOLID STATE Vol. 43 No. 8

2001

wehavel; =—(3+ C,;;/C;), y, = /2. Using these rela-
tionships in combination with the values of I'; obtained
above and the second-order elastic moduli C;; given in
the table, we can calculate the third-order elastic mod-

uli C; and the Griineisen constants y: of the corre-
sponding longitudinal phonon modes. As follows from
the results of these calculations (see table), the anhar-

monicity constants y|2 of the longitudinal phonon
modes propagating across the layer are one order of

magnitude larger than the y|l constants responsible for
the anharmonicity of theintralayer longitudinal modes.

As was indicated above, the linear absorption of
sound waves both qualitatively and quantitatively cor-
responds to the Akhiezer’s absorption, which is deter-
mined by the interaction of sound with thermal
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Fig. 5. Second-harmonic generation along the crystallo-
graphic axes under the condition of weak nonlinearity: (1),
(2) dong the X axis; (3), (4) dong the Y axis; (5), (6) along
the Z axis; (1), (3), (5) fundamental components; and (2),
(4), (6) second harmonics.
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Fig. 6. Temperature dependence of the sound velocity: (1),
(2) transverse waves propagating aong the X axis and polar-
ized along the Y and Z axes, respectively; (3) longitudinal
wave propagating along the Y axis; (4) changein the velocity
of longitudina sound in the direction perpendicular to the
layers due to the temperature dependence of the second-order
elastic moduli. The solid line is the calculation according to

Eq. (3).

phonons. On the other hand, it exhibits no anomalously
large anharmonicity of interlayer binding forces that
was revealed in our work; the absorption coefficients of
the corresponding longitudinal and transverse waves
have valuesthat are characteristic of crystalswith small
| attice absorption.

In order to clarify the possible influence of the
anharmonicity of interlayer binding forces on the sound
velocity v, we measured temperature dependences of
Aviv = (v(T) = v(Ty)/vT,, where T, = 292 K (Fig. 6).
Both for the transverse and longitudinal waves, these
dependences in the crystals studied have a rather tradi-
tional appearance. Note, however, a somewhat steeper
(than in the case of transverse waves) dependence for
longitudinal waves that propagate perpendicular to the
layers.

Usualy, the contribution of linear expansion of
crystals to the change (to be measured) in time for
which sound propagates through the sample due to the
change in its length with temperature is negligible in
comparison with the change in the sound velocity
caused by the temperature dependence of second-order
elastic moduli. In our case, this rule can be violated
because of the anomalously large anharmonicity of the
interlayer binding forces. Indeed, the above-measured
Av(T)/v dependences (Fig. 7) for transverse waves
with identica deformation (S, = S,;) but different
directionsof propagation, i.e., along thelayers (X direc-
tion, S;,) and perpendicular to the layers (Y direction,
S,1), digtinctly reveal an additional contribution to

PHYSICS OF THE SOLID STATE \Vol. 43

Fig. 7. Temperature dependences of the velocity of trans-
verse waves (with identical deformations): (1), (2) propa-
gating along the X and Y axes and polarized along the Y and
X axes, respectively. The solid line is the result of summa-
tion of Av/vg for S, and of the contribution of the thermal
linear expansion in the direction perpendicular to the layers.

Av(T)/v for S,;, which can be reasonably ascribed to
the difference in the linear expansion in the directions
perpendicular and parallel to the layers.

Let us estimate the magnitude of this contribution.
Because of the linear expansion, the quantity
(Av(T)/v)_ is numerically equal to the relative change
in length of the sample AL(T)/L, upon cooling; taking
into account that the linear thermal expansion coeffi-
cient a, changes with temperature in the same manner
as the heat capacity C, [9], we can write (Av(T)/v), =
O AT = o (To)(T/Te)"(Ty — T). Summing this contribu-
tion with the quantity Av(T)/v for S;, and performing a
necessary fitting, we obtain good agreement (solid
curvein Fig. 7) with experimental datafor Av(T)/v for
Syan=0.7anda (Ty) =3 x 10°(l, = 292 K). If we

make the natural assumptionthat a; < a, , thenit fol-

lows from the above estimates that, first, a,” = 3 x 10

at room temperature and, second, that C, ~ T%7 in the
crystals studied. It is obvious that the contribution
(Av(T)/v), isthe same for longitudinal and transverse
waves propagating in the same direction. Therefore,
subtracting the thus-calculated quantity (Av(T)/v)_
from the Av(T)/v for longitudinal waves (curve 3 in
Fig. 6), we obtain the temperature change in the veloc-
ity of the longitudinal sound caused by the temperature
dependence of the second-order elastic moduli due to
the anharmonicity of the phonon modes (curve 4 in
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Fig. 6). Since this change is determined by the known
relationship [17]

(Av)anh _ v2
v(To)  3v*(Ty)

[ToCp(To) =TC,(T)],  (3)

we can estimate the averaged Griineisen constant y of the
phonon modes that interact with the sound wave. Using
Eq. (3) for fitting with C, ~ T% (as follows from our esti-
mates of thermal expansion), C(T) =0.177 cal/(gK), as
in GaSe crystals, and, under the assumption that y is
temperature independent, we obtain a sufficiently tradi-
tional value (typica of mgjority of materials) y = 1.3.
Thus, the large anharmonicity of the binding forcesin
the directionstransverseto the layers exerts no substan-
tial effect on the averaged anharmonicity constant; this
explains the small magnitude of sound absorption,
which is determined [17] by the same parameter .

The investigations of the acoustic properties of
Si,oTey aloys with various degrees of structural per-
fection showed that the appearance of crystallitesinthe
glass network does not change the absorption (Fig. 8),
sound vel ocity, or acoustooptical Q-factor (which hasa
record value among the materials for IR engineering)
within the measurement error (seetable). Regarding the
nonlinear properties, the situation is quite different.

In order to study the influence of structural changes
that occur in Si,gTeg, glasses on the anharmonicity of
binding forces, we performed measurements of the spa-
tial evolution (along the direction of propagation of the
longitudinal sound wave) of the spectrum of acoustic
flux in amorphous samples and in samples containing
nanocrystallineinclusions. It is seen from the results of
these measurements (Fig. 9) that in the samples with
nanocrystallites, there occurs a significant spatial
growth of the second harmonic (curves 4, 6), which
indicatesthe existence of asignificant elastic nonlinear-
ity. Nothing similar is observed in amorphous samples
(Fig. 9): as the intensity of sound of the fundamental
frequency increases at the input (curve 1), the intensity
of the second harmonic (curve 2) first remains almost
unaltered, then a weak falloff is observed. Such a
behavior is explained by a very insignificant growth of
the second harmonic, which is compensated by the lin-
ear absorption of sound at the frequency of the second
harmonic. Using these data, we can calculate the non-
linear elastic coefficient I'. Taking into account that the
acoustic absorption linearly changes with frequency
(Fig. 8), to estimate " with a sufficient accuracy, we can
use the following approximation that results from
Eqg. (1) under the condition (a;x)? < 1:

u, = Fkiuix(l—2a1x+ 20(ix2)/8. 4
When processing the datashown in Fig. 9 for calculating
I", we used the above-given rel ationshi ps between P, and
u, and, as before, the change in u, (Au, = Uy(X) — Ux(Xg)
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within adistance Ax = X — X, rather than the quantity u,
itself.

The calculation performed on the basis of Eq. (4)
using the data of Fig. 9 with f; = 90 MHz, d = 2 mm,

a, = 10 dB/cm, and (M,),, = 2800 x 108 s* g* (our
data for the light polarization perpendicular to the
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Fig. 10. Temperature dependence of the velocity of longitu-
dina sound (f = 14 MHz) in the SiygTegg aloy: (1) amor-
phous samples; (2) sampleswith nanocrystallites. The solid
line is the calculated dependence of the contribution of
phonon modes.

sound wave vector) yields atraditional value of I' = 3
for the amorphous samples and an anomalously large
value I = 30 for the glasses with nanocrystallites. This

yieldsy,' = 15 for nanocrystallinesamplesand y; = 1.4
for amorphous samples.

Theinvestigation of the temperature dependences of
the sound velocity in SiypTeg glasses showed that
Av(T)/v (Fig. 10) both qualitatively and on the order of
magnitude resembles the dependence characteristic of
crystals, which is determined by the anharmonicity of
thermal phonon modes. The appearance of crystallites
does not change either the magnitude or shape of this
dependence. Let us estimate y from these data. Since,
according to estimates based on our data on the linear
thermal expansion coefficient for the alloy under con-
sideration (o, = 29 x 1076 K1), the contribution to the
measured change in the sound vel ocity that is caused by
the thermal expansion effect upon cooling is smaller by
an order of magnitude than Av/v, we neglect this con-
tribution. A calculation according to Eq. (3) using the
data on the temperature dependence of heat capacity
C,(T) taken from [11] and under the assumption that y
is temperature-independent is displayed in the solid
curve in Fig. 10. The averaged value of the Griineisen
constant obtained from this calculation is y = 1.45,
which is characteristic of most crystals and glasses.
Comparing these values of y with the values given

above for y;, we can state that vy} = y = 1.4 isindeed a

characteristic of anharmonicity of the phonon system
and does not depend to a significant extent on the sys-
tem of nanocrystallites under consideration. The large
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value of y|' = 15 that was obtained in nanocrystalline
samplesis caused, in our opinion, by the anharmonicity
of binding forces at the boundaries of nanocrystallites,
which leadsto the generation of the second harmonic of
the sound wave but yields only an insignificant contri-
bution to the averaged Griinei sen parameter. Thisresult
speaks in favor of the analogous character of binding
forces at the boundaries of nanocrystallites in amor-
phous alloys and between layersin layered crystals.

4. CONCLUSION

Thus, the results of investigations performed in this
work show that the sharp anisotropy of mechanical
strength of layered crystals is a consequence of the
anomalously high anharmonicity of binding forces act-
ing between layers, which determines the anomalously
large magnitude of the nonlinear elastic coefficient and
the anharmonicity constant (Griineisen constant) of the
longitudinal phonon mode that propagates perpendicu-
lar to the layers.

Another conseguence of the large anharmonicity of
binding forces is a noticeable growth of the linear ther-
mal expansion coefficient in the direction perpendicu-
lar to the layers.

Changes in the nonlinear elastic properties analo-
gous to those occurring in layered crystals are also
observed in the amorphous Si,,Teg, aloy in the pres-
ence of fine crystalitesin the glass network. The char-
acter of binding forces at glass—crystalite boundaries
changes; the anharmonicity of the binding forces
increases, whichisreflect in the active generation of the
second acoustic harmonic. This effect can be used for
the diagnostics of the presence of crystallites in amor-
phous aloys.

The large value of the anharmonicity constant of the
longitudinal phonon mode that propagates perpendicu-
lar to the layers does not substantially change the anhar-
monicity constant averaged over the ensemble of ther-
mal phonons in either layered crystals or in the aloy
with crystallites.
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Abstract—Bismuth crystals are studied under the joint action of a pulse electric current and a constant mag-
netic field. It is shown that the combined effect of a constant magnetic field and pulse current |eads to a sub-
stantial decreasein the mean linear density of twinning dislocations piled up at the boundaries of wedge twins.
The decrease in the mean linear density of twinning dislocations is accompanied by a decrease in the micro-
hardness of the samples. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

The effect of external electric and magneticfieldson
the plasticity and the strength of metal s has been exten-
sively studied over the last few decades. However, the
physical mechanisms of these processes call for further
investigations [1]. According to the concept proposed
by Roshchupkin and Bataronov [2], electric current
pulses and other external energy effects can play the
role of aninitiator of “discharging” dislocation pileups.
In this case, a strain jump occurs at the expense of the
energy of internal stresses accumulated in the course of
the preliminary plastic deformation.

For experimental verification of thistheory, itisnec-
essary to consider the behavior of single dislocation
pileups in the studied metal during its plastic deforma-
tion. Thisis dictated by the space-time inhomogeneity
of plastic deformation [3]. Since twinning dislocations
are piled up at the matrix—twininterfaces[4], the wedge
twinsthat are formed upon pressing adiamond indenter
into the (111) cleavage surface of bismuth crystals are
convenient model objects.

In essence, the experiment isasfollows. The authors
revealed that, in the absence of external fields, the mean
linear density of twinning dislocations p remains con-
stant (within the limits of experimental error) with an
increase in the indenter loading that brings about the
twin growth. In the case when thejoint effect of current
pulses and constant magnetic field leads to a consider-
able jJump in the strain and manifestsitself asan initia-
tor of discharging twinning dislocation pileups, the p
value should decrease.

2. SAMPLE PREPARATION
AND EXPERIMENTAL TECHNIQUE

We studied bismuth single crystals grown by the
Bridgman technique from a chemically pure starting
material. A smooth surface suitable to our investiga-
tions without being further treated was obtained by
cleaving the bismuth single crystal along the (111)
cleavage plane. The samples were prepared in the form
of rectangular prisms 10 x 5 x 5 mmin size. The micro-
hardness measurements were carried out witha PMT-3
tester. For magnetic measurements, the studied sample
was placed in a specially devised setup, which made it
possible to exclude instrumental effects arising in
response to a constant magnetic field applied to the
sample. Particular attention was given to therigidity of
the elements used to mount the sample to the experi-
mental setup and the rigidity of the setup itself.

The diamond indenter was pressed into the (111)
cleavage surface of bismuth single crystalsin aconstant
magnetic field. We examined the wedge twins belong-
ing to the {110} [001[0system. The vectors of load P,
current density j, and magnetic induction B were ori-
ented along the three mutually norma directions. The
vectorsj and B lay in the (111) cleavage plane. An elec-
tric current pulse with the duration t;,,, = 4 x 10* swas
passed through the sample after pressing (for 20 s) the
diamond indenter into the (111) plane. The current pulse
density was varied in the range jin,, = 0-70 A/mm?. The
induction B of the constant magnetic field in the sample
was egual to 0.2 T. The load P on the indenter rod was
constant (P = 0.14 N). The experimental error was no
more than 3%.

The mean linear density of twinning dislocations at
the twin—matrix interfaces was calculated by the for-
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Fig. 1. Dependences of the mean linear density of twinning
dislocations p on the pulse current density j;,, @ B=02T
and P = 0.14 N: (1) the positive charge induced by the Hall
polarization of the sample on the (111) cleavage plane and
(2) the negative charge on the same plane.

mula p = h/La, where a is the lattice parameter in the
direction normal to the motion of twinning disloca-
tions, histhewidth of the wedge twin at the mouth, and
L is the twin length. The experimental setup and the
measurement technique were described in more detail
in[5].

3. EXPERIMENTAL RESULTS

First, it should be noted that the strain jump and the
change in p occur only under the joint action of the
indenter load, constant magnetic field, and current
pulses. The effect observed does not manifest itself in
the absence of any one of these three factors. In this
case, the strain jJump implies an increase in the length
and the width of wedge twins at their mouth [6-8].

Figure 1 shows the dependences of the mean linear
density of twinning dislocations p on the pulse current
density jim,. Itisseen from Fig. 1 that the p density sub-
stantially decreases (approximately by a factor of two)
in response to external fields. Since theratio L/h isthe
distance between twinning dislocations (in terms of
interatomic distances) [4], it can be concluded from
Fig. 1 that the mean distance between dislocations sig-
nificantly increases and the repulsive forces between
twinning dislocations of the same sign decrease. Within
the energy approach, this experimental result implies
that the growth of atwin lamella, i.e., the elongation of
the wedge twin, occurs as a result of the decrease in
energy of local eastic stress accumulated during pre-
liminary plastic deformation.

A comparison of Figs. 1 and 2 demonstrates that the
density p and the microhardness H are the mutually
related parameters. A decrease in p is accompanied by
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Fig. 2. Dependences of the microhardness H on the pulse
current density jimp @ B=0.2T and P = 0.14 N. Curves 1
and 2 correspond to the same charges asin Fig. 1.

an enhancement of twinning, which, inturn, can be one
of the reasons for the decreasein H.

The electroplagtic effect in bismuth crystals mani-
fests itself when the pulse current density reaches the
threshold value iy, = 50 A/mm? [9]. This effect occurs
with an increase in p and H. The physica mechanism
of this phenomenon remains unclear.
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Abstract—The variation of step deformation kinetics in solids is studied as a function of morphological fac-
tors. Oscillations of creep rate at micrometer increments of the amount of deformation, which reflect the step
nature of the process, are investigated from an interferogram. It is shown that the plasticization of polymethyl
methacrylate by dibutyl phthalate blurs the steps, while their height varies insignificantly. The results are
explained using the concept of the netlike structure of amorphous polymers. The data obtained confirm the uni-
versal nature of jumps asamode of evolution of deformation in various solids. Thejumpsreflect the cooperative
nature of motion of kinetic units, and the regular variation of the characteristics of the jumps lends support to
the definition of creep as a process of structural self-organization. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Step or jumplike deformation was discovered long
ago, but it wasinitially regarded as a peculiar phenom-
enon or even as a methodological error. Subsequently,
the formation of sharp localized shear bandsin crystals
and metalsdeformed at liquid-helium temperatures was
studied in detail [1, 2]. Abrupt constrictions of samples
subjected to extension (or swelling under compres-
sion), which are referred to as necks [3, 4], should also
be attributed to jumplike processes. The above-men-
tioned localized deformations correspond to incre-
ments of millimeters or tenths of amillimeter in sample
length and are observed in the form of stressdropson a
stress—strain curve under active loading at a constant
rate.

The concepts of structure and deformation levels
and of structural levels of deformation [5], which are
common for different bodies, are generally accepted in
the literature. The main features of the structure and
deformation of real bodies include heterogeneity, inho-
mogeneity, and localization. The localization of defor-
mation reflects its jumplike evolution at various levels:
generation and motion of dislocations (dip lines and
bands) in crystals. Polymers (especially in the case of
film extension) display silver cracks (shear lines and
bands at an angle of 45° to the sample axis). In the the-
ories describing the deformation of solids (including
polymers), images of local defectsin the form of dislo-
cations and disclinations are also used [6]. In accor-
dance with the prevailing ideas, creep in solids induced
by a constant load is a process of structural self-organi-
zation, while macrodeformation is ensured by microde-
formation of deeper levels. However, traditional meth-
ods that record creep level out the structural heteroge-
neity and the localization of deformation revealed by
other methods and support the idea of amonotonic pro-
cess with asmoothly varying rate studied as an average

quantity characterizing random regions of the mac-
rolevel deformation. This contradiction can be removed
by improving the resolution of the method of rate mea-
surement. The application of an interferometer in the
material-creep recording circuit has made it possible to
study the kinetics (rate) of the process on a scale of
deformation increments as small as fractions of a
micrometer (i.e., on a deeper, mesoscopic level of
deformation and structure) and to reveal the nonmono-
tonic variation of rate (deformation jumps) as a com-
mon typical feature of the process [7-13].

The assumptions that jumplike deformation
emerges due to strong and weak interactions between
polymer molecules, which are overcome in deforma-
tion, and that the scale of jumps is determined by the
size of ordered inhomogeneities typical of the given
level were made in our first publication [8]. Correla
tions [8-10] and experiments on model polyethylene
fibers and films [11-13] of the fibril structure confirm
these assumptions. Since creep jumps are also typical
of amorphous polymers, the presence of ordered struc-
tural inhomogeneities on the order of micrometers
should be presumed for these materials. It is well
known that information on the morphology of amor-
phous mediais contradictory, but the concept of the net-
like structure of amorphous polymers, which isformed
by the physical nodes between segments of neighboring
chains, can beregarded as generally accepted. Theterm
physical nodes is applied at present not only to strong
solitary (hydrogen or polar) interactions but also to reg-
ular stacking of parts of adjacent moleculesthat can be
of fluctuation origin [14]. The overcoming of the resis-
tance offered by nodes correspondsto alow velocity in
a step, while the dip of molecules between the nodes
corresponds to a higher velocity. In other words, we
assume that the deformation step height is approxi-
mately equal to the separation between strong nodes.

1063-7834/01/4308-1478%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Theinvestigation of the relation between the character-
istics of creep jumps and morphological parametersis
at theinitial stage, and the complexity of the problemis
seen especially clearly as applied to amorphous poly-
mers. For this reason, an analysis of the kinetics of
small deformations in polymer materials with various
chemical and supermolecular structures, aswell aswith
various compoasitions, is essential to understanding the
nature of cooperative jumplike deformation. One of the
most effective methods of changing the deformation
properties of polymers is plasticization, i.e., the intro-
duction of molecules of low-molecular substances into
a polymer. Plasticizer molecules normally increase the
molecular mobility in apolymer, lower its glass-forma
tion temperature, and improve the plasticity of the
material.

In thiswork, we consider the effect of plasticization
on the step deformation of polymethyl methacrylate.

2. SAMPLES AND EXPERIMENTAL TECHNIQUE

We studied creep during the compression of samples
2 mm in diameter and 6 mm in height made of both ini-
tial polymethyl methacrylate (PMMA) and that plasti-
cized by dibutyl phthalate (DBP). The DBP content
was approximately 30 wt %. Compressionis preferable
for the study of deformations because extension leads
to the formation of classical cracks, thus complicating
analysis of the step deformation.

During creep, deformation was recorded with the
help of alaser interferometer [7], one mirror of which
was rigidly fixed to a movable clamp and traced the
sample deformation. The interferometric recording of
the process in the form of beats (Fig. 1) makes it possi-
ble to carry out a more detailed analysis of the creep
rate from the signal frequency. Each beat in Fig. 1 cor-
responds to a deformation increment of 0.3 um. The

relative strain rate is defined by the formula € = Av/2l,,
whereA = 0.63 umisthelasing wavelength, v isthefre-
guency of beats on theinterferogram, and |, isthe sam-
ple length.

The smallest strain increment that can be used for
determining the strain rate with a fairly high accuracy
(~1%) is equa to half the increment for a beat
(0.15 um), which amounts to 0.0025% for a sample
length of 6 mm. Figure 1 shows an example of a peri-
odic variation of the beat frequency, i.e., of the creep
rate for PMMA. Since the periodicity of the strain rate
is not always manifested as clearly, the strain-rate non-
monotonicity was usually investigated by measuring it
on sequential increments of deformation of 0.3 um
within arbitrary intervals at various temporal stages of
creep. The dependence of the strain rate for sequential
increments of 0.3 um was then plotted as a function of
their number. This dependence demonstrated that the
strain-rate spread is not accidental [8]. Oscillations of
the strain rate near a mean value correspond to defor-
mation jumps: the period L of oscillations is the height
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Fig. 1. Interferogram of jumplike creepin PMMA. One beat
corresponds to a deformation increment of 0.3 um; the
strain rate is proportional to the beat frequency. The period
of strain-rate variation corresponds to the height of a defor-
mation jump (here, L = 1.5 um), and the ratio of the maxi-
mum to the minimum strain rate within a period corre-
sponds to the sharpness of the jump h.
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100 120

Fig. 2. Dependences of (1) the strain on time and (2) the
average creep rate on strain for PMMA + DBP under a
stress 0 = 13.3 MPa. The minimum strain rate corresponds
to astrain of 2.6%.

of adeformation step, and the ratio of the maximum to
the minimum strain rate over the same oscillation
period characterizes the sharpness of the deformation
step h = &5 /€min [8-13]. The values of L and h are
usually averaged over severa strain-rate oscillations.

3. DISCUSSION OF RESULTS

Under the action of aconstant stress, the strain € first

increases with a decreasing rate € and, after assuming
a certain value €, (yield point), the strain rate passes
through a minimum and starts increasing (Fig. 2).
Below €, plastic shear occursin local microscopic vol-
umes which do not interact with one another and the
macroscopic deformation is reversible in time. In the
vicinity of &/, shear lines forming an angle of 45° with
the sample axis appear and are responsible for strong
macroscopic localization of the deformation in the
form of aconstriction in the case of extension and bulg-
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Fig. 3. Strain-rate variation with sequential deformation
increments of 0.3 um in different regions of the creep curve
for PMMA + DBP under a stress 0 = 13.3 MPa. Average
jump parametersL, um, and h are (a) 0.75 and 1.25; (b) 0.75,
1.6, and (c) 1.2 and 1.25, respectively.
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Fig. 4. Periods of strain-rate oscillations (L) at theinitial creep
stagefor (1) PMMA + DBPand (2) PMMA; o = (1) 13.3and
(2) 70 MPa

PESCHANSKAYA

ing or bending (macroscopic shear) of the sample dur-
ing compression. Irreversible deformation and the rear-
rangement of theinitial structure begin, and the bound-
aries of the localized deformation move along the
sample length. The irreversible change in the sample
shape corresponds to an increase in the strain rate and
to the orientation of the polymer structure on various
levels.

Micrometer-size deformation steps in amorphous
polymers appear even at the first stage (below €,), and
then sharper and larger jumps are formed, WhICh some-
times have a more complex structure [8-13]. It is
assumed that the parameters of jumps at theinitial stage
more clearly reflect the heterogeneity in the initia
stacking of molecular chains. For thisreason, the corre-
lation between the structural and jump parameters was
usually considered at the characteristic point €, of
unstable equilibrium of the initial structure.

Let us anayze the change in the jump parameters
near €, for PMMA with DBP and then compare the
obtained results with the data for PMMA in a similar
deformation region. Figure 2 shows an (t) creep curve;
its point of inflection can be determined most accu-

rately from the € (€) dependence. It follows from Fig. 2
that theyield point of plasticized polymethyl methacry-
late is approximately 2.6%, while pure polymethyl
methacrylate at 20°C becomes plastic when the strain
exceeds 10% [15]. It should be noted that the yield
point €, depends on the creep rate (on stress) but weakly
varies in the strain limits Ac = 0.5% at a given temper-
ature.

Figure 3 shows strain-rate oscillations as a function
of strain for PMMA + DBP, which are manifested most
clearly near the point (2.6%) corresponding to the min-
imum of the strain rate (Fig. 2). Constructions similar
tothosein Fig. 3were used earlier to cal culate the mean
values of L and h for PMMA. A comparison of the val-
uesof L and h for two materials (Figs. 4, 5) proved that
the heights of steps L for plasticized and nonplasticized
PMMA are virtuadly identical at the initial stage of
deformation and that the sharpness of jumps h at the
yield points €,, which are different for these polymers,
passesthrougﬁ peakswhose heights differ by afactor of
three.

Earlier, it was assumed (and confirmed in model
polymers [11-13]) that there exists a correlation
between the scale of jumps and the sizes of ordered
inhomogeneities (fibrils) in the direction of the applied
stress. The observed correlations have much in com-
mon with the wave theory of plasticity, in which the
length of plastic waves is related to the grain size in
metals [16]. It is more difficult to explain the presence
and scale of jumps in amorphous solids in which no
clearly manifested structural inhomogeneities are
observed, and theideas concerning their nature are con-
tradictory and ambiguous. However, from experiments,
it iswell known that micrometer-scale jumps in defor-
mation correspond to adisplacement of the boundary of
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amacroscopic shear band with a highly oriented struc-
ture. Consequently, we can assume that, under direc-
tional stresses and strains, the segments of polymer
chains in amorphous polymers are oriented along the
planesin which the shear stresses are maximum (at 45°
to the sample axis). The degree of local orientation of
molecules in this case can be many times higher than
that of the average orientation detected by instruments.
Deformation can lead to the formation of ordered fibril-
type structuresin which molecules are oriented in shear
planes. Electron micrographs of deformed amorphous
polymersindicate the emergence of an inhomogeneous
oriented structure [3]. Thus, the assumption that defor-
mation itself organizesthe structure that determinesthe
jump scale is well founded. The lengths of ordered
inhomogeneities in amorphous polymers can be deter-
mined from the lengths of molecules oriented under
deformation (the molecular lengths are of the order of
fractions of amicrometer and micrometers). It isappro-
priate here to mention the dislocation models of defor-
mation that were initially applied to structures with a
long-range order. Later [17, 18], hypotheses on the
emergence of instability intheform of adip dislocation
loop propagating over the sample cross section under
shear stresses were developed and dislocations models
were also applied to amorphous polymers [19]. Taking
into account the universal nature of jumplike displace-
mentsin inhomogeneous media, one can assume ajump-
like nature of motion of individual dislocations and
their ensembles.

The results depicted in Fig. 4 correspond to the
above considerations. Indeed, if the micrometer level of
jumps observed on the initial creep stage is associated
with the lengths of the extended molecules, the magni-
tude of the jumps should not be changed by plasticiza-
tion, because it does not affect the size of polymer mol-
ecules; this has been confirmed experimentally.

The effect of plasticization on the strain-rate inho-
mogeneity in jumps characterized by h is completely
different. It can be seen from Fig. 5 that the value of h
at the yield point ¢, for plasticized PMMA is much
lower than that for the initial polymer. This result also
agrees with the model of jumplike motion associated
with nonuniformity of molecular interactions discussed
in the Introduction. It is well known that the introduc-
tion of a plasticizer increases the molecular mobility in
a polymer (this increase is due, among other things, to
the suppression of interaction between groups of atoms
in adjacent molecules). It was proved earlier [13] that
the values of h for different polymers are proportional
to the nonuniformity of intermolecular interaction
potentials (this nonuniformity is typical of these poly-
mers). The introduction of a plasticizer increases the
distance between polymer molecules and can heavily
suppress the strongest cohesive bonds playing the role
of stoppersin the case of shear deformation. A decrease
in the nonuniformity of potential barriers to shear
reduces the difference in the strain rates within the
jumps; i.e., the sharpness h of the jumps decreases
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Fig. 5. Strain dependence of jump sharpness h in the vicinity
of the yield points for (1) PMMA + DBP and (2) PMMA;
0 =(1) 13.3 and (2) 70 MPa

(Fig. 5). Thus, the change in the jumplike creep as a
result of modification of the polymer can be explained
on the basis of traditional concepts concerning the
structure and kinetics of deformation of amorphous
polymers.

On the other hand, step creep exhibits all features of
self-organization of the structure [20]: spontaneous
regular behavior in a complex system as a result of the
evolution of instability; ordering of the disordered sys-
tem is associated with the collective motion of the sub-
systems in the form of deformation jumps. Haken, one
of the founders of synergetics, defined the structure as
the coherent behavior of a large number of particles.
Deformation jumps reflect, by definition, the coopera
tive (coherent) behavior of molecules; consequently,
we must admit their organization during the deforma-
tion of ordered inhomogeneities that naturally develop
under aconstant stress. It would be more appropriate to
speak of the kinetic structure of amorphous polymers
manifested in the form of jumps during creep. It should
be noted that collective displacements confirm the
assumption [21] on the existence of stacks in amor-
phous polymers, as well as modern ideas concerning
nanostructures [22]. Nanostructures can serve as nuclei
in the formation of coarser kinetic structures, including
micrometer-scale jumps of deformation.
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Abstract—The motion of localized deformation sites in mono- and polycrystallites of metals and alloys is
investigated experimentally at the stages of easy dlip and linear strain hardening. The wave nature of localiza-
tion of deformation at these stages of plastic flow is established, and the vel ocity of waves and their dispersion
relation are determined. The scale effect and the dependence of the localized deformation wavelength on the
grain size are investigated. A qualitative interpretation of the results obtained is proposed. © 2001 MAIK

“ Nauka/Interperiodica” .

1. INTRODUCTION

In our earlier publications[1-3], we established that
the common feature of plastic flow in solidsisitslocal-
ization at all deformation stages, the type of localiza-
tion site distribution being determined by the strain
hardening regularity for a given stage of plastic flow.
The emerging localization regions are ordered in the
sample being stretched, and their pattern is determined
by the form of the 6(¢) dependence, where 6 = Gdt/de
is the strain hardening coefficient; T and € are the tan-
gential stress and the shear strain in the flow, respec-
tively; and G isthe shear modulus. Of particular interest
is the evolution of the deformation localization pattern
a the stages of easy dlip and linear strain hardening
(6 = const [4]); the uniform motion of solitary (easy
dlip) or equidistant sites of localized plasticity (linear
hardening) creates a typical wave pattern [2, 3] for
which the wavelength A and the velocity of its propaga-
tion V,, can be measured. Knowledge of their depen-
dence on the deforming conditions and the structure of
the material (e.g., grain size) is essentia for establish-
ing the nature of the phenomenon.

2. MATERIALS AND EXPERIMENTAL
CONDITIONS

In this work, we present and discuss the results
obtained from an analysis of the propagation of local-
ized deformation sites at various stages of plastic flow.
The velocity of propagation and the wavelength were
determined for a wide class of materials. From the
table, it can be seen that we analyzed the deformation
of fcc, bee, and hep materials with different doping lev-
elsin mono- and polycrystalline states which exhibited
different mechanisms of deformation (dislocation dlip,
twinning, and martensite transformation). The mechan-
ical properties and the type of plastic-flow diagram
were varied by changing the orientation of the tensile
strain axes of monocrystalline samples. Stretching was

carried out on atension testing machine Instron-1185 at
avelocity 3.35 x 10°m/s of its movable clamp (therel-
ative strain rate was 6.7 x 10° s). The speckle-inter-
ferometry technique used by us[3] makesit possibleto
calculate the component of the plastic distortion tensor,
to determine the position X* of plastic strain localiza-
tion zonesin asample, and to trace the displacement of
these zones during stretching (Fig. 1). As shown in the
figure, the X*(t) curves can be used to estimate the
wavelength A and the period T of the wave process.

3. DYNAMICS OF MOTION
OF LOCALIZED DEFORMATION SITES

The velocity V,, of plastic-deformation sites at the
linear hardening stage is determined from the slope of
the X*(t) curves. For al samples under investigation
that have this stage, this velocity is determined prima-
rily by the strain hardening coefficient; the dependence

3
X, m

0.03

0.02f
=~ 5 6‘61-_ \\\\
| |
|
0 1 1 + 1 M| 1
200 300, 400 500 600 700
! T ! t, S

Fig. 1. Kinetics of the space-time evolution of localized
plasticity sites during extension of a Cu single crystal: X* is
the coordinate of alocalization site on thetensile strain axis
of the sample.
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Composition, structure, and deformation mechanisms of the materials under investigation

Metal or aloy (composition, wt %) Crystal lattice Single crystal or polycrystal Mmh;gr'cﬁaﬁfoﬁlag'c
Cu (99.8%) fcc Single crystal D
Cu + 10% Ni + 6% Sn fcc " D
Fe + 16% Cr + 12% Ni(Fe) fcc D
Fe+ 13% Mn + 1% C(Fe,) fcc D
Fe + 13% Mn + 1% C(Fg)) fcc Tw
Ti—Ni (eguiatomic composition) bce DT
Zr +2.3%Nb hcp " D

Note: D denotes the deformation mechanism; Tw, twinning; and DT, deformation-induced transformation.

of the velocity on 0 is linear and has the form (curve 2
inFig. 2)

V,, =V, + Q0. (1)

Here, Vyand Q are constants and the correlation coeffi-
cient p isequal to 0.92.1 Since the data obtained for all
samples are described by the same equation, the result
obtained is a proof of the universal nature of the wave
processes observed at the linear hardening stage.

Let us consider the possible reason for the emer-
gence of a dependence of the type V,, ~ 67X It can be
naturally assumed that dV,, ~ | (I isthelength of the dlip
trace at the linear hardening stage). It iswell known [4]
that at this stage, | = A/(e — €*), where A = const and
depends only on the type of the material under investi-
gation, while the strain e* corresponds to the onset of
the linear stage of strain hardening [4]. The strain hard-
ening coefficient at this stage is given by [4]

6 = (nb/3N)"?, )

where nisthe number of dislocationswith the Burgers
vector b in aplane cluster [4]. Accordingly, dV,, ~ | ~
A ~06-2and do # 0if thevalue of 6 variesdueto changes
in the material; i.e.,

dv,, Onb[ (e —&*)8% 'de. 3)

If the difference € — e* changes insignificantly upon a
transition from one material to another [4], we can put
€ — €* = const for estimating A. It then follows from
Eq. (3) that V,, ~ 671

Thevelocity V,, of alocalized deformation site at the
easy dip stage displays a linear dependence of V,, on
the strain hardening coefficient asin Eq. (1); it follows
from Fig. 2, however, that the results obtained can be
divided into two groups. The main reason for this divi-
sionisthedifferent value of V,for each of these groups:
V, = 0 for Cu single crystals and Cu—Ni—Sn and Ti—Ni

1 According to the estimate obtained in [5], this correlation level is
statistically significant with a probability higher than 0.99.

PHYSICS OF THE SOLID STATE \Vol. 43

aloys(straight line1), whileV, < Ofor y-Fesinglecrys-
tals (straight line 1').

The wave processes in the plastic deformation of
solids were discovered long ago (see, for example, [6,
7]). However, the dependence of the wave propagation
velocity on the strain hardening coefficient, according
to Eq. (1), differs radically from that for plastic waves
(Vo ~ 6~ -U2 6, 7]). This difference leads to the conclu-
sion that we observe a new type of wave process asso-
ciated with plastic deformation [8], namely, plastic-
flow localization waves.

4. DISPERSION RELATION FOR PLASTIC-FLOW
LOCALIZATION WAVES

Experimental methods of obtaining information on
the velocity of plastic-flow sites make it possible to
determine the spatial (wavelength A) and temporal (T)
periods of observed wave processes (Fig. 1). It is natu-
ral to try to find the relation between these periods
under the conditions when one of these quantities var-
ies due to changes in the deformation conditions. This
can be done by varying the orientation of tensile strain
axes for monocrystalline samples or by varying the
chemical composition of aloys. It was established
(Fig. 3) that there are two groups of materials for which
the relation between the wave number k = 217\ and the
frequency w = 21T is linear (the correlation coeffi-
cients for these groups are p; = 0.98 and p, = 0.88,
respectively, for the statistical significancelevel of rela
tion [5] ~0.99) and has the form

w = V*(k—kp). (4)

The congtants are ky, = 512 nr* and V* = 2.15 x 10 m/s
for thefirst group and k, = 333 mrtand V* =4.8 x 10°m/s
for the second group.

The relation obtained can be formally regarded asthe
dispersion relation for the wave processes of alocalized
plastic flow observed at the linear hardening stage.
Unfortunately, the information on the two groups of
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2
y-Fey
1.0 /
CuNiSn 7
n
O 6 y_FeI Cu -FeH
: n CuNiSn
Zr -y_/FelH y-Fer a FA
i y-Fe
0.2 /oNiTi .
1 1 1 1 1 1 1 1
0 100 300 500 700
G/8

Fig. 2. Generalized dependence of the velocity of waves on
the strain hardening coefficient: 1 and 1' correspond to the
easy-dlip stage and 2 corresponds to the linear strain hard-
ening stage. Large values of the strain hardening coefficient
are due to growth imperfections in the crystals under inves-
tigation.

materials presented in Fig. 3isinsufficient for discussion
of the reason behind the difference in the results.

The velocity of wave propagation is small and lies
intheinterval 10° m/s<V,, < 10“m/sfor all materi-
als studied. This circumstance emphasizes once again
that the origin of the waves under investigation differs
from that of plastic waves|[6, 7]. For plastic waves[6],
V, = (6/p,,)"?; therefore, since the characteristic value of
the strain hardening coefficient at the linear hardening
stageis 6, = 3 x 1073 [4], we have V, = 55 x 1072V, =
102 m/s (V, = (G/p,)Y?isthevelocity of transverseelastic
waves and p,, is the density of the medium), whichis 6—
7 orders of magnitude higher than the velocity of the
waves considered here.

The nature of the wave processes observed during
the plastic flow of solids is yet unclear. Some authors
(see, for example, the review by Malygin [8]) put forth
the hypothesis (on the basis of the evolution of disloca-
tion ensemblesin the course of plastic deformation) on
the relation of these wave processes with the self-orga-
nization in the deformed medium. It was proved in our
earlier publication [9] that the mechanisms of deforma-
tion localization can be regarded as self-oscillatory pro-
cesses in an active medium. The necessary condition
for the realization of such processes is the existence of
an energy flux through the system, which must be
reflected in the expression for the velocity of the waves
under investigation. Indeed, it was proved by us earlier
[10] that for measurements on the same material (single
crystals of doped y-Fe), a dependence of the Eq. (1)
type on the dimensional strain hardening coefficient
0, = dt/de is observed. In this case, the magnitude and

dimensions (W/m?) of the coefficient of 9;1 correspond

to the energy flux through the sample being deformed,
which justifies such an interpretation.
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Fig. 3. Dependence w(k) (dispersion relation) for the mate-
rials under investigation. The numbers on the curves indi-
cate the groups of materials.

5. SCALE EFFECT OF DEFORMATION
LOCALIZATION

Analysis of the possible effect of the size of a sys-
tem undergoing deformation on the parameters of plas-
tic-deformation localization (scale effect) is important
for understanding the nature of this phenomenon. The
dependence between the sample length L and the local-
ization length A makes it possible to obtain additional
information on the nature of such localization zones
and the kinetics of their formation. We studied the A(L)
dependence for samples 25, 50, 75, 100, and 125mmiin
length and 5 mm in width (all samples) cut from a
homogeneous 1.6 mm thick sheet of a Zr-1 wt % Nb
aloy. Thegrain sizewas5 pmin all cases. The use of a
sheet material allowed usto maintain uniformity of the
properties required in the experiments. The localized-
deformation wavel ength was determined for the tensile
strain g, = 2.5%, which was the same for all samples.

Under these conditions, we observed a clearly man-
ifested size effect, which obeyed the equation

A(L) = A* +alnL, (5)

where A* =-21.4 mm, a = 7.8 mm, and the correlation
coefficient p = 0.99 (Fig. 4). The obtained dependence
can beinterpreted asfollows. Weintroduce the derivative
dA/dL > O characterizing the increment of the wave-
length upon an increase in the sample length and assume
that itisinversely proportional to the probability w of the
emergence of a locdization site, which is, in turn, pro-
portional to the sample length; i.e., dA/dT ~w? ~ L2,
Thus, d\ = adL/L, which leads to Eq. (5). The propor-
tionality factor a in this case characterizes the scale of
spatial nonuniformity of plastic deformation in the
sample.

It followsfrom Eq. (5) that A =0for Ly=2a =16 mm
(Fig. 4); thisis the value of L, that corresponds to the
minimum size of the sample in which periodic patterns
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Fig. 4. Wavelength of localized deformation as afunction of
sample length (scale effect).
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Fig. 5. Localized deformation wavelength as a function of
thegrainsizeinAl.
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Fig. 6. Linearization of the A(D) dependence in accordance
with the results presented in Fig. 5.

of plastic-flow localization can still emerge. In samples
whose length L < L,, we can expect that the gtrain dis-
tribution during extension will be uniform.© Among
other things, this probably explains why the emergence
of periodic patterns of plastic-flow localization is virtu-
aly not mentioned in the literature devoted to problems
of deformation localization. The possibility of defor-
mation localization in large samples is apparently the
reason for the scale effect (the dependence of strength
on size[11], which plays an important rolein engineer-
ing).

6. LOCALIZED DEFORMATION WAVELENGTH

In order to explain the nature of wave processes of
deformation localization, the form of the possible
dependence of wavelength on grain size in alloysis of
considerable importance. It is known that nearly all
mechanical properties of metals and alloys are deter-
mined to a considerable extent by this natural and
important parameter of the materia. We studied
99.86 wt % pure aluminum samples. The grain size D
was varied from 102 to 22 mm through recrystalliza-
tion annealing following preliminary plastic extension.
The samples had aworking part of size 50 x 5 mm and
were punched from an aluminum sheet 1 mm thick.

The experimentally established dependence of the
localized deformation wavelength on the grain size is
shown in Fig. 5. From these data, it follows that A ~ €P
for asmall grain size (D < 50 um), while in the range
of large sizes (D = 2.5 mm), the value of A tendsto the
[imit Ao = 20 mm and then remainsvirtually unchanged.

Let us consider the possible meaning of thistype of
A(D) dependence. It is natural to assume that the wave-
length of localized deformation increaseswith thegrain
Size because of the corresponding increase in the width
of the shear band during an elementary deformation
act. However, for agrain size comparabl e to the sample
cross section (5 mm), the rate of this increase must
decrease. Taking into account both these circum-
stances, we can write the differential equation connect-
ing A and D in the form

dA/dD = a\ —bA®. (6)

Here, a and b are positive dimensional constants and
the quadratic term bA? on the right-hand side of Eg. (6)
takes into account the slowing down of the increase in
A in the range of large D, which is associated with the
limited size of the sample. Integrating Eg. (6), we arrive
at the well-known equation of the logistic curve (see,
for example, [12])

A = Ao/[1+ Cexp(-aD)], (7)
where A, = a/b and C is the dimensionless integration

A
constant. Plotting the A(D) dependence in the In(T0 -1)

2ndeed, no deformation localization was observed in a speciad
experiment on asampleinwhich L <L,

PHYSICS OF THE SOLID STATE Vol. 43 No.8 2001
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vs. D coordinates, in which its graph should be linear-
ized (Fig. 6), we can see that Eq. (7) satisfactorily
describesthe experimental dataobtained for theA(D) in
awide range of values of D.

For small grain sizes (102 mm < D < 10 mm), we
have aA > bA? and the term bA? in Eq. (6) can be
neglected. Then, the solution to Eqg. (6) leads to the
dependence A ~ exp(aD) observed in this range. Con-
trarily, in the macroscopic size region (D = 1 mm) in
which the increase in the wavelength slows down, we
can assume that the relative increase in A is propor-
tional to the number of grains over the working length
L of the sample; i.e., dA/dD ~ L/D, which obviously
leads to the relation A ~ InD typical of this region (for
L = const). This was established earlier in experiments
on plastic-flow localization in macrocrystalline Al [3].

A comparison of this result with the dependence of
the wavelength A on the macroscopic parameter (sample
length L) (scale effect) leads to the conclusion that the
logarithmic type of the dependence of A on variable D or
L in the range of their macroscopic values is fairly uni-
versal.

7. ON THE NATURE OF LARGE-SCALE
NONUNIFORMITY OF PLASTIC FLOW

It was proved by us earlier [1-3] that the localized
deformation sites emerging at different stages of plastic
flow have a macroscopic correlation length A = 10 mm,
while the correlation radius corresponding to the micro-
scopic processes responsible for plasticity is of the order
of the didocation ensemble size (<102 mm) [14].
Explaining this difference and the matching of these
scales is one of the most difficult tasks in the problem
under investigation. We will solve this problem by using
a model based on the following concepts. We consider
the propagation of acoustic pulses emitted in each ele-
mentary act of plastic flow (see, for example, [15]). Ina
nonuniformly deformed medium, ultrasonic waves can
be focused at a certain distance from the plasticity site
acting at a given stage. To this end, the nonuniformities
of didocation structure emerging during plastic defor-
mation should play the role of acoustic lenses. This is
guite possible since the sound velocity in the medium
depends on its plastic deformation [16] and the changes
in this velocity are associated with local processes of
plastic flow [17]. If the characteristic size (radius of cur-
vature) of anonuniformity isR, thefocal length f of such
an acoustic lensis, according to Bergman [18],

f=(1-n)"R, (8)

where n = V,/V is the refractive index for acoustic
waves (V, and V are the velocities of ultrasound in
undeformed and deformed media, respectively).
According to estimates obtained on the basis of our ear-
lier results[16], n= 1.002. Following Ball [19], we put
R = 0.01 mm for the deformation of Al. In this case, it
follows from Eq. (8) that f =5 mm = A. In other words,
a new stress concentrator is generated at a distance A
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from the previous concentrator in the region in which
the elastic energy emitted in an elementary act of plas-
ticity isfocused. It isat thisdistance that the probability
of the emergence of the next shear increases and a new
site of localized plastic flow isformed. The values of n
and R depend on theinitial structure of the material and
determine the corresponding rearrangements in the
wave pattern of deformation localization in view of
their evolution with the flow.
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MAGNETISM

AND FERROELECTRICITY

L attice Effectsin the Bulk-Magnon Spectrum
of a Finite Low-Temperature Antiferromagnet
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Abstract—For a plate of alow-temperature antiferromagnet (Ty < Tp, where Ty and T, are the Néel tempera-
ture and the Debye temperature, respectively), it is shown that the effect of the lattice on the magnetic-dipole
and exchange spin dynamics in magnetically ordered crystals can lead to anomalies in the spectrum of propa-
gating bulk magnons. These anomalies are absent in the cases of an infinite magnet and of a plate of a high-
temperature antiferromagnet (Ty > Tp). © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

When theoretically describing spin waves in finite
ferromagnets and antiferromagnets (a 2d thick plate),
one usualy takes into account only magnetic-dipole
and inhomogeneous exchange interactions[1]. If one of
these two interactions dominates in a finite ferromag-
net, magnetostatic or exchange spin waves arise. In
both cases, the spin-wave modes form a denumerable
set (withmodeindexv =1, 2, ...). However, the disper-
sion relations w = Q. (k) of magnetostatic and
exchange spin waves (k; is the wave number and wis
the frequency of a spin wave) are essentially different:
the frequency depends not only on the spin-wave polar-
ization and wave number k; but also on the relative ori-
entation of thevectorsn, I, m, and k, wheren isanor-
mal to the surface of the plate and | and m are the (equi-
librium) antiferromagnetism and ferromagnetism
vectors, respectively. For large enough values of v/d,
dispersion of abulk spin wave isdetermined fundamen-
tally by inhomogeneous exchange interaction. For this
reason, the following inequality takes place for any
k; # 0 (kqa < 1, aisthe lattice parameter) and for any
magnon polarization (in the case where the exchange
interaction is treated in the nearest neighbor approxi-
mation):

0Q,,(k)I10k, >0, 8°Q,,(k))/0ki>0. (1)

As v/d is decreased, the effect of hybridization of the
two types of spin—spin interaction on the structure of
the bulk-magnon spectrum becomes progressively
stronger and a number of anomalies appear in the dis-
persion relation v(Q,,, (k) of mode v of bulk dipole—
exchange spin waves for k5 # 0. Among the anomalies
in the bulk-magnon spectrum associated with dipole-
exchange interaction are inflection  points

[aZQ,T,\,(kD)/akZD = 0], crossover points at which
Qny(ky) = Qup(ky) (v # p), and extreme points

[0Q,,,(k-)/0k, =0, 82Q,,,,(k.)/ 9k’ > 0]. At given values
of w, ky, v, and d, the character of these features
depends on the relative orientation of n, kg, m, and I.
For arbitrary boundary conditions, the degeneracy
Qmy(Ko) = Qnp(ko) is lifted and the corresponding dis-
persion curves (without dissipation) repel each other.
This situation corresponds to nonuniform spin—spin
resonance. A necessary condition for a bulk dipole-
exchange magnon mode (with mode index v, frequency
w, and wave number ko) to show the aforementioned
anomalies is the fulfillment of the magnetostatic crite-
ria (for amagnetic 2d thick plate) w < crv/dforv #0
and w < ck; for v = 0, where c is the speed of light.
Since magnetic dipole interaction is relativistic in
nature, the optimum conditions for these anomalies to
occur are realized in those magnetic crystals in which
the spectrum of normal spin-wave oscillations has
branches with a sufficiently low activation energy. This
is the case, in particular, in magnets with weak (e.g.,
cubic or easy-plane type) anisotropy and near magnetic
phase transitions of the soft-mode type. In al these
cases, asiswell known, the dimensionless parameter of
linear magnon—phonon coupling & is of order unity [2]
and, therefore, the low-frequency magnon spectrum
can be adequately described only with allowance for
the interaction with the elastic subsystem even in an
infinite crystal away from magnetoacoustic resonance.
Thus, in order for atheoretical description of low-fre-
guency spin dynamics of a real magnetic crystal to be
consistent, one should simultaneously take into
account, at the least, (i) the finite size of the real mag-
net, (ii) nonlocal spin-spin (magnetic dipole, inhomo-
geneous exchange, etc.) interactions, and (iii) interac-
tion between the spin and elastic subsystems.

The effect of the lattice on the bulk spin dynamics
of amagnetic plate has been analyzed in many papers
[2-5]. However, additional magnetoacoustic reso-
nances (fast magnetoelastic waves [4]) have been the
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primary object of investigation to data. These reso-
nances occur in amagnetic film near the pointsat which
the frequencies of bulk dipole-exchange magnons
Q.. (ky) and traveling (in the same direction) normal
bulk elastic waves Q, ,(kp) are equal:

Qmu(kn) = Qpnp(kn)  (v#p). )

As for the effect of magnetoelastic interaction on the
spectrum of bulk dipole—exchange magnons away from
magnetoacoustic resonance, the long-wavel ength spec-
tral region of magnetoelastic waves has been the pri-
mary object of investigation to date. It is believed that
the effect of thelattice on the magnon spectrum reduces
to the formation of a magnetoelastic gap in the spin-
wave spectrum and to a renormalization of the mag-
netic anisotropy constant via spontaneous striction [2,
3] and is independent of the relationship between the
Debye temperature T, and the Néel temperature Ty. At
the sametime, it was shown [6] that the spectra of bulk
magnetoel astic wavesin the short-wavelength regionin
high-temperature (Ty > Tp) and low-temperature (Ty <
Tp) antiferromagnets (AFMs) are qualitatively different
even in the infinite-crystal model. In particular, in a
low-temperature AFM at k > Ky, oy (K pn iS the wave
vector at which magnetoacoustic resonance takes
place), the effect of the lattice on the spin dynamics can
be described by elastostatics equations (00; /0%, = 0,
where g;, is the elastic stress tensor). This effect corre-
sponds to the case of afree lattice (this approximation
isinvalid in high-temperature AFMSs). In [7-10], it was
shown that the linear magnon—phonon interaction in a
plate of alow-temperature AFM leads to indirect spin—
spin interaction of magnetic moments via the long-
rangefield of quasi-static magnetoel astic deformations,
which results in the formation of a new type of propa-
gating exchangel ess spin-wave excitations, elastostatic
spin waves. Dueto hybridization of the elastostatic and
inhomogeneous exchange mechanisms of spin—spin
interaction, traveling elastic exchange spin waves are
formed in a magnetic plate. As in the case of dipole-
exchange spin waves, the spectrum of bulk eastic
exchange magnons depends on the relative orientation
of vectors kg, n, and |, as well as on the mode index v
and polarization of the spin waves, however, the
phonon anomalies in the spectrum of bulk exchange
magnons can qualitatively differ in character from the
well-known features of the spectrum of dipole-
exchange spin waves. A necessary condition for the
operation of the elastic exchange mechanism of disper-
sion of abulk spin wave of modeindex v, frequency w,
and wave number K- in amagnetic plate of thickness 2d
isthe fulfillment of the elastostatic criterion

w << smvid for v 0,

©)

w < sky for v=0.
Here, s is the minimum phase velocity of transverse

elastic vibrations propagating in the specified plane of
aninfinitecrystal (calcul ated without regard for magne-
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toelastic interaction). Since s/c = 107°(c is the speed of
light), the condition in Eq. (3) for bulk magnons with
mode index v and minimum phase velocity ¢, should
be supplemented by the condition s, > ¢, which isthe
case, e.g., in low-temperature AFMs (Ty < Tp). In this
case, a traveling bulk spin wave will be accompanied
not only by along-range magnetic dipole field but also
by a long-range field of quasi-static magnetoelastic
deformations. However, in the calculations performed
in [7-10], it was taken into account that the effect of
magnetic dipole interaction on the magnon spectrum is
decreased and, at the same time, the effect of magne-
toelastic interaction is enhanced by an exchange in the
exchange-collinear AFM in a magnetic field much
lower than the sublattice exchange field. This makes it
possible, as afirst approximation, to neglect the effect
of magnetic dipole interaction in comparison with the
effect of magnetoelastic interaction when considering
the magnon spectrum of afinite AFM in which the fer-
romagnetism vector m and the antiferromagnetism vec-
tor | in the ground state satisfy the inequality

Im[ < Il (4)

In the genera case, in addition to elastostatic and inho-
mogeneous exchange interactions, there is magnetic
dipoleinteraction in areal magnet. However, an analy-
sis of the influence of the lattice on the bulk dipole-
exchange spin dynamics of alow-temperature AFM has
not yet been made in the case of 0 < &2 < 1 and the ful-
fillment of the elastostatic criterion in EQ. (3). The
objective of this paper is to investigate the additional
anomalies that are produced by the lattice under condi-
tions (3) in the spectrum of traveling bulk dipole-
exchange spin wavesin aplate of an AFM with Ty < Tp,.

2. BASIC RELATIONS

Following [8], we consider a two-sublattice AFM
(the sublattice magnetizations are denoted by M ; , with
[M 4] = M| = M) with orthorhombic magnetic [11] and
glastic anisotropy. We use a phenomenological
approach in which the Lagrangian of the AFM includes
the interaction between the spin and elastic subsystems
and is expressed in terms of the ferromagnetism vector
m and the antiferromagnetism vector | intheform 6, 8]

w2 0 @I o, 2
L_Mo[zcﬁwﬂ 2(01) - 05,1

2 o ,(9)
—-0.5B,1; - Biklmlilkuiki| — ClamUixUim + O.SPEWE ’

¢’ =adwi/4,

where u, isthe élastic straintensor, m=M; + M,; | =
M;—M,; d and a are the homogeneous and inhomoge-
neous exchange constants, respectively; B and c arethe
magnetostriction and elastic constant tensors, respec-
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tively; B, and [3, are the magnetic anisotropy constants;
p isthe density; and g is the gyromagnetic ratio.

Throughout this paper, the inequality w < wx is
assumed to be satisfied, with wg being the exchangefre-
guency. Following [6], it can be shown that, when ine-
quality (4) takes place, both the linear and nonlinear
spin dynamics of the AFM under study with magne-
toelastic and magnetic dipole interactions can be
described by aclosed set of dynamic equationsrelating
the antiferromagnetism vector |, the elastic lattice dis-
placements u, and the magnetostatic potential ¢. This
reduced set isvalid for any amount of deviation of the
antiferromagnetism vector | from its equilibrium orien-
tation. In what follows, we assume that

IBJ > Bx>0 B,<0. (6)

This condition is characteristic of AFMs of the easy-
plane type. Under this assumption, when analyzing the
magnetoacoustic effectsinthecase of 0< €2 < 1, itis
sufficient [2, 3, 6] to study only the low-frequency spin-
wave dynamics of the crystal at hand (I || X) and to
ignore the indirect coupling [via the magnetic dipole
and magnetoel astic fields] between the high-frequency
(I 20, m, # 0) and low-frequency (I, # 0, m, # 0)
branches of the magnon spectrum of an infinite AFM
described by Egs. (5) and (6).1

The dispersion relation that describes the spectrum
of normal magnetoelastic vibrations (1 # 0, m, # 0) of
an infinite AFM described by Egs. (5) and (6) with
magnetic dipole, magnetoel astic, and exchangeinterac-
tionsfor an arbitrary direction of k isfound to be

(00— 0")G

2 2 2 (7)
- wme(ceﬁkyell + ka22 - 2kxkyGlz) = 0'

Whel’e G = detlrikl, rik = /\ik_ pwzéik W|th i, k = 13, Gik
isthe algebraic adjunct of the element (i, k) of the deter-

minant G; A is the Christoffel tensor [12]; w3

2 2 2 2 2 2 2
CnBy/a; k2= K + K + k35 and wp, = Wy + Wie +

cfn k2. If the plane of wave propagation coincides with
one of the coordinate planes, then, as follows from
Eq. (7), the dispersion relations of magnetoelastic
waves involving only low-frequency magnon modes
(Iy 20, m,#0) fork Oxz(k,=0) andk Oyz (k= 0) coin-
cide, except for the subgtitution k, — K, (C44g —= Csg).
For example, in the case of k [J xz (k, = 0), we have

(00— ) (Cesky + Cagki — ’p) — E ook = 0, @

2_ 2 2
&€ = Wine/ Wpy-

1 The amplitude of small oscillations of aquantity A about its equi-
librium value is designated as A.
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It should be noted that a magnetoel astic wave propagat-
ing in this plane is accompanied by a quasi-static mag-
netic dipole field; that is, it is a magnetic-dipole active
wave. In the case of k 0 xy (k, = 0), as follows from
Eq. (7), the corresponding normal magnetoel astic wave
is not magnetic-dipole active:

(ani + Cssk§ - wzp)(ceeki + szk§ - (*)Zp)
—(Cpp + Cee)zkiki =0, 9)
Ces = Cee(wﬁn —w’ - wrzne) (wrzn - 002)_1-

In what follows, we restrict our consideration to the
case of k [0 xy, because in this geometry, as follows
from Eq. (9), the influence of the lattice on the magnon
spectrum is the most significant. We note that, for an
AFM described by Eg. (5), the result that a magne-
toelastic wavewith k O xy (I || X) is not magnetic-dipole
activeisnot associated with approximation (6). A mag-

netoelastic wave with k O xy, Iy #0, and m, #0 (1 ||X)
can become magnetic-dipole active in the presence of a
Dzyaoshinski interaction of the type D(mJl, — m/,)
even inthe case of H = 0. The corresponding dispersion
relation for normal magnetoel astic waves has the same
formasin Egs. (7) and (9), but now we have

(10)

Our interest is in the spin dynamics of afinite AFM in
which the magnetoelastic, magnetostatic, and inhomo-
geneous exchange interactions are all present. For an
antiferromagnetic 2d thick plate, the dynamic equa-
tions must be supplemented by the corresponding
boundary conditions. We assume that the normal n to
the surface of the plateisdirected along one of the coor-
dinate axesin the xy plane. If the magnetic moments at
the surface of the plate are rigidly fixed, the exchange
boundary conditions have the form [13] (C is the coor-
dinate along the normal n and 2d is the thickness of the
plate)

2 2 2 2122 2 2,2
Wy — Wiy = Wy + WK K™ + e + CHK”.

I, =0, T ==d. (11)

For the sake of simplicity, in both cases of n || x and
n ||y (k O xy), the boundary conditions for the elastic
variables at both surfaces of the plate are taken to cor-
respond to a boundary with tangential slipping [14]:

(n) = 0, Z = %d. (12)

Physically, these conditions correspond to afully inco-
herent boundary [15] between two media, one of which
(medium 2) is absolutely rigid. If the plate separates
two superconducting half-spaces (¢ > d and { < —d) for
which the London penetration depth is A, then the cor-
responding el ectrodynamic boundary condition for the
magnetostatic potential ¢ can be written in the form

[ns] =0, s = oyny,

dQIE +be = 0, b = katanh(koA), C = +d.
(13
PHYSICS OF THE SOLID STATE Vol. 43 No.8 2001
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3. THE SPECTRUM OF MAGNETOELASTIC
WAVES IN AN ANTIFERROMAGNETIC PLATE

In order to solve the boundary-value problem formu-
lated above, we use amethod developed in [16, 17] when
studying the effect of magnetic dipole interaction on the
exchange magnon spectrum in athin ferromagnetic film.
For the magnetostati c equations (w/c —» 0) with bound-
ary conditions (13) inthe case of k O xy (n ||y), therela-
tion between the amplitude of the magnetostatic poten-
tial @ and the amplitude of oscillations of the y compo-
nent of the antiferromagnetism vector | is determined
by the Green’s function:

cosh(ky(t—d+¢4))

x cosh(ky(Z +d+2,))/D, —d<Z<t
P62 cosn(i(t+d+2,))
x cosh(ko({—d + ), t<Z<d,

kotanh(Zxk,) = b, A=k,sinh(2k.d)
(14)

(the spatial magnetization distribution in the plate is
assumed to be given). Using Eq. (14), onecan eiminate
the variables related to the magnetostatic potentia ¢.
Therefore, it remains to solve the magnetoelastic
boundary-val ue problem with only exchange[Eq. (11)]
and elastic [Eq. (12)] boundary conditions for a set of
three equations, one of which is an integro-differential
equation. For both casesof n ||y and n || x (k O xy), we
will seek a solution to the magnetoelastic boundary-
value problemin theform of an expansionintermsof the
eigenfunctions of the exchange boundary-value problem
in EQ. (11) (n is the coordinate along the propagation
direction of aspin wave, Kk, =Ttvd,v=1,2, ...):

I, = > Avsin(k,Z)exp(iwt —ikan). (15

As aresult, a dispersion relation describing the spec-
trum of bulk magnetostatic magnetoelastic vibrations
of an antiferromagnetic plate with k O xy (ly, m, # 0)

and boundary conditions (11) and (12) is found in the
form of an infinite set of linear algebraic equations for
the unknown amplitudes A,,. In particular, for n ||y, this
set of equations has the form

(W, (ko) =) A, =W, (ko) A, = 0
VZpP, v,p=12...,

(16)

va(kEI) = (*)S + wﬁ'leRv + (*)ZDRW + Ci‘l(kzlj + Ki)’
Wi (k) = 0pPR,,

R, = 1 —Cgs(K5 G, + koGl — 2GhK k) (pG*), (17)
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d d
R, = k3 [dvsin(c,y) fctO(y, sin(i,1),
—d d
d d
R\,p =

kDLdysin(pr)_[jdtO(y, t)sin(k,t).

Here, Gl =G;; G* =Giif k= kg, k, =k, and k, = 0.
The set of equations (16) and (17) for A, has a nontriv-
ial solution if its determinant is equal to zero. An anal-
ysis shows that, for b = 0 (a perfect superconductor or
superdiamagnet [18]) and arbitrary v, p, and k5, we
have W,,, =0if D = 0 (for both casesof n || x and n ||y).
If D # 0, wealso have W,,, = 0 for any value of v, p, and
ko, but now only for n ||y (b =0, k O xy). In al these
cases, the spectrum of bulk magnetoelastic waves trav-
eling along the antiferromagnetic plate is found from
Egs. (16) and (17) to be given by the relations

W =W, (k) =0, v=12.. (18)

If the dimensionless magnetoel astic coupling parame-
ter issmall (&2 < 1), then, to the zeroth order in &2 and
for any values of v and k-, Egs. (17) and (18) determine
two sets of dispersion relations:

Q% = wp + WKk + 2K, (19)

(Cllki + C66k§ - wzp)(c%ki + szki - wzp)
—(Cp+ 066)2k§k)2/ = 0.

In Egs. (19) and (20), k, = K, and
ke =kgand k, =k, for n ||y (k O xy).
Equation (19) describes the spectrum of bulk

dipole-exchange modes with I,, m, # O traveling
along the magnetic plate (k [ xy). The spectrum of nor-
mal traveling elastic waves polarized in the sagittal
plane of the plate (of an orthorhombic crystal) is given
by Eg. (20) in the case of boundary conditions (12) at
both surfaces of the plate.

Analysis of Eg. (19) shows that the spectrum of
dipole—exchange waveswith k5 # O (k O xy) hasthefol-
lowing features depending on the rel ative orientation of
the vectors n and | in the xy plane: (i) one (for | || n) or
two (for I O n) inflection points on the dispersion curve
[0Q2, (k)/dk3 = 0], (ii) amaximum at apoint k, % 0
[0Q,(k)/0k; = Q] for n || I, and (iii) a crossover
(degeneracy) point for bulk dipole—exchange waves
with mode indicesv and p (v # p): Qny(Kp) = Qpp(ko)
forb=0and | On. In addition, from Egs. (16)—20), it
follows that, in the approximation in question (€2 = 0)
for both cases of n ||y and n || X, the spectrum of bulk
magnetoelastic vibrations in Egs. (16) and (17) has
degeneracy points of the type Qp, (ko) = Qpn (ko) at
some k; # 0.

(20)

=ky for n || x and
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Thus, using the coupled-mode method, we arrived at
the spectrum of bulk magnetoelastic vibrations in
Egs. (16) and (17), from which it follows that, in the
general case, the off-diagonal elements W, # 0 in
Egs. (16) and (17) can be considered a perturbation on
the zeroth gpproximation (W, # 0) given by Egs. (18)-
(20). The presence of W,, # O leads to interaction
between bulk magnetoel astic waves with mode indices
v and p. Therefore, if the modes with given indices v
and p are degenerate in Eq. (18), then for W, # 0, the
crossover points will be absent and, in the vicinity of
the specific crossover points determined a W,, = 0O
from Eq. (18) by the relations Q,,(ky) = Qup(ko) or
Qmy(Ko) = Qpn p(Ko), the spectrum of bulk magnetoel as-
tic vibrations can be represented [using EQ. (17)] inthe
form

(W, — @) (W, — ) —W;, = 0 (V£p). (21)

From Egs. (19)—21), it follows that, for a given mode
v of bulk magnetoelastic vibrations, spectra (19) and
(20) will have no degenerate point at any value of kg if
one of the following conditionsis fulfilled:

wed’ > (57— 2TV, (22)

wed” < (¥ =)V (23)

From the point of view of the influence of the lattice on
the dynamics of mode v in the antiferromagnetic plate
at hand, Eq. (22) corresponds to the frozen-lattice
approximation [2] and is valid not only for high-tem-
perature AFMs (T > Tp) for any value of d and v but
also for a low-temperature AFM (T < Tp) for those
modes v for which the ratio wyd/v is sufficiently large.

In this case, the inequality Q7 (ko) > Qf, , (k. takes
place for the spectra in Egs. (19) and (20). As for the
condition in Eqg. (23), it can be fulfilled only for mag-
nonsin alow-temperature AFM, and the ratio wyd/v in
Eq. (23) must be sufficiently small in thislimiting case.
This correspondsto the free-lattice case [ 2], and for the

spectra in Egs. (19) and (20), we have Q2 (k) <

Q2. » (ko) in this case. It should be noted that, in order

for different limiting cases of the magnetodastic
dynamicsof aplatefor v # 0to berealized, it isnot nec-
essary, in contrast to the case of an infinite magnet, to
choose the appropriate values of the wavelength; the
limiting cases can al so be achieved by varying the plate
thicknessin both casesof ¢, < s andc,, > s.

Thus, relations (22) and (23) can be used to analyze
the effect of thelattice on the spectrum of traveling bulk
spinwaveswith k [ xy (n || x or n ||y) away from mag-
netoacoustic resonance Q. (ko) = Q,, , (ko) in plates
of a high-temperature and a low-temperature AFM

2 |n what follows, when discussing the spin dynamics of a plate of
a high-temperature or a low-temperature AFM, conditions (22)
and (23) are assumed to be fulfilled, respectively.

PHYSICS OF THE SOLID STATE \Vol. 43

TARASENKO

characterized by Egs. (11)—(13). In this case, the mag-
non spectrum of an antiferromagnetic plate described
by Eq. (5) is determined with satisfactory accuracy by
the following relation, which is derived from Egs. (16)
and (17) in both casesof n ||[xand n || y:

Qru(ka) = W,,. (24)

We note that, for dipole—exchange spin wavesin aplate
of alow-temperature AFM, neglect of the degeneracy

points of the type Qp,, (Kq) = Qpn o(K) is well founded
for any values of k for those lowest modesin Eq. (19)

for which the excitation frequency w satisfies the ine-
quality

w<s/d. (25)

In this case, only the zeroth mode of bulk longitudinal
el astic waves (dilatation wave) can propagate along the
magnetic plate at hand because of the elastic boundary
conditions (12), and this mode, asiswell known [2, 3],
virtually does not interact with bulk spin waves in an
antiferromagnetic crystal described by Eq. (5). Thus, if
condition (22) or (23) is fulfilled, then from Egs. (16)
and (17) it follows that, for n || x or n ||y (k O xy) and
for any value of the wave number kg, the bulk magnon
spectrum cal culated with allowance for magnetoel astic,
magnetic-dipole, and inhomogeneous exchange inter-
actions in an antiferromagnetic plate with boundary
conditions (11)—(13) is described by the expression

Qry = Wp + Whe+ WpKK 2+ Cok®  (Ty>Tp), (26)
in the case of condition (22) and by
Q2 = 00p + WK Pk + g + 2rk2k2) ™

+opkk ™+ epk”, (Ty <To),

(27)

_ 2 _ 2
P =Cy1Ces/(C11C0 —C12), 0= CppCas/(C11Cop — C12),
_ 2
2r = 1—2CCqs/(C11Cx — C12)

in the case of condition (23). In Egs. (26) and (27), as
before, k, = K, and k, = ky for n || x and k, = k; and k, =
K, forn ||y (k O xy).

In order to investigate in more detail the contribu-
tionsfrom the non-Heisenberg spin—spin interactionsto
the formation of the spectrum of traveling bulk spin
waves in a plate of an AFM, we will analyze Egs. (26)
and (27) inthelimit of a —» 0. Thiscorrespondsto the
exchangel ess approximation, i.e., to the case where the
effects of inhomogeneous exchange interaction are
ignored [13].

4. SPIN DYNAMICS
OF AN ANTIFERROMAGNETIC FILM
IN THE EXCHANGELESS APPROXIMATION

First we consider a crystal which is elastically iso-
tropic in the sagittal plane (k;, n O xy). In this case, as
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iswell known, c;; = ¢, and ¢;; — €y, = 2C4 and from
Egs. (26) and (27) it followsthat in the limit of a — 0
the spectrum of exchangeless bulk magnonswith k [ xy
(k,=0) in athin antiferromagnetic film in which D # 0,
and the magnetic-dipole and elastostatic mechanisms
of spin—spin interaction operate is described by the fol-
lowing expressions (for both cases of n ||y and n || X)
depending on the relationship between the Néel tem-
perature Ty and Debye temperature Tp:

Qi (ko) = 0 + 0ine + WpkoK 2, (T >Tp), (28)

Qry(Ko) = 00p + 40! kKoK ™ + cop ik,
(Ty<Tp).

InEgs. (28) and (29), k, =k, and k, =k for n [|x, k, = kg
andk, =, for n ||y (k 0 xy); and 0% e = Wie(1—Cee/Cy1).

From Egs. (28) and (29), it follows that the spectrum of
exchangeless spin wavesin afilm of alow-temperature
AFM [Eq. (29)] has additional anomalies in compari-
son with the spectrum in Eqg. (28). These extra anoma-
lies occur because, in this case, the magnon dispersion
is caused not only by magnetic-dipole interaction but
also by indirect spin—spin interaction viathe long-range
field of quasi-static magnetoelastic deformations.
Therefore, in the exchangel ess approximation, disper-

sion of spin waves of the type under discussion (1, # 0;
Ko, n O xy) in athin film of an orthorhombic AFM
described by Eq. (5) can ariseeveninthecaseof D =0
(where the mode is not magnetic-dipole-active). An
analysisof Egs. (28) and (29) inthe case of D =0 shows
that, in the geometry chosen, for Ty < T and under con-
dition (23), the elastostatic spin—spin interaction leads
to anomalies in the dispersion law of a traveling spin
wave which are absent in the case of ahigh-temperature
AFM, aswell asin other geometries of the easy-plane-
type AFM under study with Ty < Tp. In particular, for a
given modeindex v, for both casesof n ||[xand n |y, an
exchangel ess spin wave characterized by the spectrum
in Eq. (29) isof thedirect-wavetype[0Q,,, (kn)/dk; > 0]
for k; < km and it is of the back-wave type
[0Qm(Kp)/0k; < Q] for k> kr,; at k=K, # 0, we have
0Q,,,(k2)/ok = 0, which corresponds to a maximum on
the dispersion curve of this mode of spin waves. If v < p,
we have Qp, (ko) > Qn(k) for ky < ki, and Qy (k) <
Qpp(ko) for ky > k.- In addition, in contrast to the case
of the spectrum in Eqg. (28), evenin athin film of alow-
temperature AFM, dispersion curves described by
Eq. (29) for modes v and p can intersect at ky = Kk,
Qmy(Kyp) = Qrp(K,p), because of the elastostatic mecha-

nism of dispersion of exchangeless magnons. If v < p,
we have kp, <K, < Krp,. Inthis case, near the crossover

point k; = k,,, mode v is of the direct-wave type, while
mode p is of the back-wave type. The accumulation
points of the spectrum in Eq. (29) for D = 0 are wy in

(29)
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both limits of k; — 0 and k; — oo; that is, in both
these limits, |Qq, (ko) — Qrp(K)| — 0. From Eq. (29), it

follows that, if for n || x or n ||y the condition 4(0;6* >

wy is fulfilled, then in the case where the elastostatic
and magnetic-dipole mechanisms of indirect spin-spin
interaction operate simultaneoudy in the crystal, the
spectrum of exchangeless bulk magnons remains quali-
tatively the same asthe spectrum in aplate of alow-tem-
perature AFM in Eq. (29) for D =0 (I || X); thiswas dis-
cussed above. The only differenceisthat for D # O, the
accumulation points a k; — 0 and k; — oo in the
magnon spectrum in Eg.(29) do not coincide:
Qumks— 0) < Q (kg — ) for | O n and
Quv(kg — 0) > Q. (kg — ) for | || n. In the case of

40, < w5 , the spectrum of exchangeless bulk mag-

nons in question is independent of the relationship
between the Néel temperature and the Debye tempera-
ture of the antiferromagnetic crystal.

If we take into account the anisotropy of the elastic
moduli in the sagittal plane xy (D # 0), the spectrum of
exchangel ess bulk magnonsin aplate of an orthorhom-
bic AFM will have the following form instead of
Eqg. (29) [asin Egs. (28) and (29), we have k, = k,, and
k, =k forn|[xandk,=k;andk =k, forn|ly (k Oxy)]:

Q7 = 695+ ek pKS + ak + 2rkGkg) ™
+ WKk 2.
Ananalysisof Eq. (30) showsthat in the case wherethe

elastostatic and magnetic-dipole mechanisms of the
formation of the spectrum of exchangeless bulk mag-

nons with k O xy (ly, M, # 0) operate simultaneously,
then for n ||y or n || x, the dispersion curve of mode v
can have not only a maximum (as for D = 0) but also a
minimum at some values of k; # 0. The corresponding
wavenumbersk,, are real positive roots of the equation
0Q,,,(k-)/0k- = 0, where Q. (k) is given by Eqg. (30).
In particular, a dispersion curve of bulk magnon mode
v of Eq. (30) will have such a shape if the following
conditions are fulfilled:

(30)

q.2r<p (nlly),

(31)
p,2r<q (n]|x).

Ananalysisof expressionsfor k\z,i showsthat, asD —» 0,

we havek,, — o and k,_ — ks, forn ||y and k,_ —»

Oand k,, — k., for n || x.

Inaddition, from Eq. (30) at a — 0, it followsthat,
in the case where the magnetic-dipole and elastostatic
mechanisms of exchangeless magnon dispersion oper-
ate simultaneously in a thin film of a low-temperature
AFM, two crossover points can exist at some values of
ko # O for given modes v and p of exchangeless bulk
spin waves described by Eqg. (29). The corresponding
wavenumber values k, can be found from the equation
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Qry(Kyp) = Qp(K,p) and Eq. (30). In the formal limit of
D — 0 (neglecting the Dzyal oshinski interaction), we
have k. — k,, and k, — oo for n ||y and k, —= Kk,
and k. — Ofor n || x.

If the relationship between the elastic constants of a
magnet is opposite to that in Eg. (30), then for both
cases of n ||y and n || X, the dispersion curve of any
mode v of exchangel ess magnons described by Eq. (30)
will have only one extremum (maximum) at k; # and
given modes v and p will have only one crossover
point.

For sufficiently large values of D, the dispersion
curves of the same magnon mode v in a high-tempera-
ture AFM [Eq. (28)] and a low-temperature AFM
[EQ. (30)] will be similar in character for a given rela-
tive orientation of the vectorsn and .

5. EFFECTS OF INHOMOGENEOUS EXCHANGE
INTERACTION

To date, when analyzing the dispersion relations
(26) and (27), weignored the effects of inhomogeneous
exchange interaction (a — 0). From Eq. (26), it fol-
lows that, if a # 0 (c,, # 0), then in a high-temperature
AFM of the easy-plane type, the spectrum Q. (k) of
traveling bulk spin waveswith k [ xy (D # 0) will have
a contribution from the Heisenberg nonlocal spin—spin
interaction in addition to the magnetic-dipol e contribu-
tion. For thisreason, in the case of n ||y, the dispersion
curves of the two given modes v and p can have two
crossover points at ky # 0, Qpy(K,p) = Qnp(Kyp). These
points arise in the spectrum of bulk spin waves Q,,,(k-)
only when the magnetic-dipole and inhomogeneous
exchange spin—spin interactions are both present in the
antiferromagnetic platewith n ||y (i.e., when D # 0 and
a # 0). In this case, we have 0Q,,,,(k)/0k; > O for any
values of k; and v. In the case of n || x, as follows from
Eq. (26), if the magnetic-dipole and Heisenberg spin—
spin interactions are both taken into account, the disper-
sion curve of mode v of dipole-exchange spin waves
can have aminimum at k; # 0. In addition, the disper-
sion curve can have one and two inflection points at
k;#0inthecasesof n || xand n ||y, respectively. These
points can be found from Eg. (26) and the condition

02Q,,,(k)/ok? = 0.

In the case of a film of a low-temperature AFM,
analysis of Eq. (27) shows that even without magnetic
dipole interaction [i.e., at D = 0in Eq. (27)], a combi-
nation of elastostatic and Heisenberg spin—spin interac-
tions leads to significant changesin the spectrum of bulk
magnons relative to its exchangeless limit (a — 0) in
Egs. (29) and (30), namely, (i) to the appearance of two
crossover points of the dispersion curves of eastic—
exchange spin-wave modes v and p and (ii) to the
appearance of two extreme points at k5 # 0, one of
which corresponds to a maximum and the other to a
minimum on the Q,,,(k-) dispersion curve described by
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Eq. (27). If D £ 0in Eq. (27), then the magnetic-dipole
mechanism of nonlocal spin—spin interaction, together
with elastostatic and Heisenberg mechanisms, pro-
duces additional anomalies in the spectrum of the spin
waves with k [0 xy (k, = 0) relative to the spectrum of
pure elastic-exchange magnons investigated above
(i.e., for D = 0). Analysis shows that even in the pres-
ence of a weak inhomogeneous exchange interaction,
the accumulation pointsat k; — 0 and k; — o inthe
spectrum of exchangeless bulk spin waves [Egs. (28)—
(30)] disappear and an additional crossover point arises
in their stead for modesv and p. For thisto be the case,
the condition Q, (k1) > Qqo(kp) must befulfilled at this
point for v < p in the case of a = 0. If in the no-
exchange limit [Egs. (28)—(30)] the mode of bulk spin
waves is of the back-wave type in the vicinity of the
short-wavelength  point  of accumulation, i.e,
0Q,,,(k-)/0k; < O, then a minimum can appear on the
corresponding dispersion curve due to inhomogeneous
exchange interaction. But if in the limit of a — 0 the
mode of bulk spin waves in the vicinity of the short-
wavelength point of accumulation is of the direct-wave
type, i.e., 0Q,,,(ky)/ok; > O, then an additional inflec-

tion point [0°Q,,,,(k-)/d ké = 0] can appear on the corre-
sponding dispersion curve when inhomogeneous
exchange interaction is taken into account.

An anaysis of Egs. (26) and (27) showsthat, in the
case of a # 0, if the mode index v is sufficiently large
or the thickness of the magnetic film 2d is small, then
the Q. (ky) dispersion curve described by Egs. (26)
and (27) will correspond to a mode of the direct-wave
type [0Q v (Kn)/dks > O] for any value of the wavenum-
ber k-; this dispersion curve has no inflection points

[0%Q 1 (ko)/@k?, = 0] and no crossover points [Q (ko) =
Qno(ko)]. In particular, for a plate of a crystal which is
elastically isotropic in the sagittal plane, the condition
for simultaneous existence of a maximum and a mini-
mum (kg # 0) on the Q,,,(k) dispersion curve of mode
v of bulk magnons for the antiferromagnetic plate at
hand in the case where elastostatic, magnetic-dipole,
and inhomogeneous exchangeinteractions are all taken

into account has the form 1600 CoK> < (AW +
w2)¥27 for n || x and 160 CoK2 < (4wie —
w2 )27 forn||y.

As is well known from crystal optics [19], when
analyzing the reflection and refraction of abulk normal
wave at the interface of two media, the shape of the
refraction (slowness) surface of the normal wave is of
primary importance. Clearly, the local geometry of the
wave-vector surface of the normal bulk waves under
study also significantly affects the spectrum of normal
vibrations of afinite crystal, because the spatial distri-
bution of the amplitude of normal bulk vibrations is
determined by the interference of bulk waves incident
on and reflected from the boundaries of the crystal. In
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0 ko

Fig. 1. Dispersion curves of dipole—exchange bulk spin
waves in a plate of an elastically isotropic antiferromagnet
of the easy-planetype (T > Tp), described by Egs. (5), (6),
and (11)—(13), withn |[I.

the next section, we anayze the influence of magnetic-
dipole, elastostatic, and inhomogeneous exchange
interactions on the shape of the refraction surface of
normal spin waves in an infinite magnet and the rela-
tionship between the local geometry of this surface and
the anomalies of the bulk magnon spectrum investi-
gated above in a thin film of a high-temperature or a
low-temperature AFM.

6. THE SHAPE OF THE REFRACTION SURFACE

Since the wave vector of a spin wave described by
Egs. (26) and (27) liesin the xy plane, we will investi-
gate the shape of the cross section of an isofrequency
surface of the spin waves under discussion (w = const;

ly, m, #0) in k space in the kKk, sagittal plane. Using
Egs. (9) and (10) and the condition w/s|k|] — 0, we
find that the cross section is described by the equations

(Ki/k2 = cos0, k2= K} + K, 1||x, D #0)
CCk?= W -l — WA oSO —whe, Ty>To (32)
c2k? = 0° — Wi — wh cos B
~Wne(1-R(8)), Ty<Tp, -
R(0) = Cge(SIN°OA11 + COS OA2 — 2\ 125N 26)
X (/_\11/_\22—/_@2)_1.

Here, Aik = Aj(k, = kcosb, k, = ksing).

An analysis of the extreme points of curves
described by Egs. (32) and (33) and a comparison with
the results obtained above by analyzing the shape of
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Fig. 2. Dispersion curves of dipole—exchange bulk spin
wavesin aplate of an elastically isotropic AFM of the easy-
plane type (Ty > Tp), described by Egs. (5), (6), and (11)—
(13), withn O 1.

dispersion curves described by Egs. (26) and (27)
shows that the appearance of crossover points or of a
local extremum on the dispersion curve of mode v of
the guided magnons under study is associated with the
presence of regions of 0w/dk; = 0 or dw/ok, = 0 [k, =
(kn)] in the cross section [described by Egs. (32), (33)]
of the refraction surface of a normal spin wave of the
same polarization (in an infinite crystal) in the plane
containing the vectors n and k [see Figs. 1, 2 for a
high-temperature AFM described by Egs. (5), (6) and
Figs. 3, 4 fog a low-temperature AFM described by
Egs. (5), (6)].

As before, the directions of the vectorsn and k; are
assumed to coincide with the coordinate axes (the x or
y axis in the case at hand). In this case, the points of
intersection of straight linesk, = const or k, = const and
the refraction surface described by Egs. (32) and (33)
give information on the spectrum of the corresponding
guided magnons with given wavenumber k-, frequency
w, and mode index v [the spectrum described by
Eqg. (26) or (27) in the case a hand] of a plate of an
easy-plane-type AFM with Ty > Ty or Ty < Tp. In par-
ticular, if the direction of the normal to the film surface
n lying in the k,, k, plane coincides with the ordinate
axis (n || y), the presence of points common to the k, =
k- straight line and the curve described by Eqg. (32) or
(33) is a necessary condition for the existence of a
crossover point for dispersion curves described by
Egs. (26) and (27). The number of intersection points of
the k, = k; straight line and the curve of Eq. (32) or (33)
determines the maximum number of spin-wave modes
in EQ. (26) or (27) that can propagate along the x axisin

2001

3In Figs. 14, it is assumed that k [ xy, W,, —> 0 (v # p); for
modes Q,,, (k) with v = 3, condition (1) Is assumed to be ful-
filled.
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0 ko

Fig. 3. Dispersion curves of dipole-exchange spin wavesin
a plate of an elastically isotropic AFM of the easy-plane
type (Ty < Tp), described by Egs. (5), (6), and (11)—13),
withn |[1.

Fig. 5. Cross sections of isofrequency surfaces of a normal
spin wave described by Eq. (26) by the xy plane for an infi-
nite elastically isotropic AFM of the easy-plane type (Ty >
Tp), described by Egs. (5) and (6), with | [|x: (1) w < 6?—

2 2 2 2 2 2 2 2
Wppe < Wy + Wy, (2) gy + 0y < 0P — Wi < Wy + 200,

2 2 2
and (3) wy + W + 2005 < W2

a 2d thick plate of the AFM under study and have the
same wavenumber k; and frequency w. In the same
geometry, the points common to the curve of Eq. (32)
or (33) and the k, = K, straight line determine the wave-
numbers k; with which the guided magnon mode v of
the type in question and of frequency w can propagate
along a thin 2d thick film of the AFM under study.
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Fig. 4. Dispersion curves of dipole-exchange spin wavesin
a plate of an elastically isotropic AFM of the easy-plane
type (Ty < Tp), described by Egs. (5), (6), and (11)—13),
withn O1.

Fig. 6. Cross sections of isofrequency surfaces of a normal
spin wave described by Eq. (27) by the xy plane for an infi-
nite elagtically isotropic AFM of the easy-plane type (Ty <

Tp), described by Egs. (5) and (6), with | ||x: (1) wj <w? <
Ws + Wegr () W + W < WP < W) + 56X e, and

(3) Wh + 56 e < WP

Since the outward normal to the refraction surface is
aligned with the group velocity of thewave [14, 19], an
investigation of the local geometry of the cross section
of the isofrequency surface described by Egs. (32) and
(33), together with the results of analysis of Egs. (26)
and (27), allows one to determine the type (direct wave
or back wave) of guided magnons corresponding to a
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given region (characterized by given w, K, and k) of
the dispersion curve described by Egs. (26) and (27). In
particular, inthe case of k [ xy considered in this paper,
a bulk spin wave described by Egs. (26) and (27) and
propagating along afilm with n ||y will be of the back-
wavetypeif the projection of the outward normal to the
refraction surface onto the x axis at the intersection
point of this surface and thek, = K, straight lineis neg-
ative; when this projection is positive, the correspond-
ing wave with given k-, w, and K, will be of the direct-
wave type.

If this projection onto the x axis is equal to zero at
some k5 # 0, then the dispersion curve of mode v of
bulk waves traveling along the 2d thick film has an
extremum at the corresponding values of frequency w
and wavenumber k. The character of this extremum
(maximum or minimum) is determined by the sign of
thelocal curvature of the dispersion curve, described by
Egs. (32) and (33), at thispoint (Figs. 5, 6). In particu-
lar, the extremum is a maximum if the local curvature
IS negative.

In this paper, Egs. (16) and (17) are basically inves-
tigated to the zeroth order in W,,,. However, it should be
noted that if two dispersion curves intersect at the

degeneracy point Quy(k) = Quy(ko) or Qp, (k) =

Qﬁh,p(kg), one of them being of the direct-wave type

and the other being of the back-wave type, then, as can
be seen from Eq. (21), thisdegeneracy islifted, with the
consequence that two additional extreme points appear,
one of whichisaloca maximum and the other isalocal
minimum of the dispersion curve.

As follows from Egs. (23) and (27), a necessary
condition for the manifestation of lattice-induced
anomalies of the dispersion curve of mode v of dipole-
exchange bulk magnonsin aplate of alow-temperature
AFM isthe fulfillment of the condition

W, W > CoTEVA A, (34)
If W =10° Hz and ¢,,,= 10° cm/s [2, 3], then for wy, <
Wy (near the boundary of stability of this magnon
state) the anomalies investigated above will occur in a
plate with d > 10-3v cm. It should be noted that condi-
tion (34) isfulfilled the better, the lower the Néel tem-
perature (Ty < Tp).

7. CONCLUSIONS

Thus, in this paper, we determined the necessary
conditionsfor the occurrence of earlier unknown anom-
alies produced by the crystal lattice in the spectrum of
traveling bulk spin waves in a thin antiferromagnetic
film. The existence of these anomalies depends criti-
cally not only on thefinite dimensions of the crystal but
also on the relationship between the Néel temperature
and the Debye temperature. In this paper, the following
anomaliesarefound to occur in the spectrum of dipole—
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exchange bulk magnons in the presence of magne
toelastic interaction:

(1) Even in the exchangeless approximation, the
Q. (ko) dispersion curve of mode v has several points
ko # 0 at which 0Q,,,,(k)/0k; = 0. These points can cor-
respond to both alocal maximum and alocal minimum
of the dispersion curve.

(2) Crossover points at k; # 0 can exist for disper-
sion curves of modes v and p in the spectrum Q,,,(ky)
of athin antiferromagnetic film not only in the presence
of inhomogeneous exchange interaction but also in the
exchangel ess approximation (because of hybridization
of elastostatic and magnetostatic spin—spin interac-
tions).

(3) There is a one-to-one correspondence between
the local geometry of the refraction surface of normal
spin wavesin an infinite magnetic crystal and the struc-
ture of the spectrum of thistype of waveguide wavesin
a thin film of the same material. There is no question
that the correlation found between the shape of the
refraction surface of anormal wave, the structure of the
spectrum of guided waves, and their type (direct wave
or back wave) also takes place for other types of normal
waves in an infinite crystal (phonons, excitons, etc.).

In this paper, we considered only the case of H = 0.
It can easily be shown that inthecaseof H ||[yand D =
0, al results obtained above for | || X, (kg, n) O xy, and

(Ty, m,) # 0 remain valid, except for the substitutions

Wy —» wy and we —> W + Wy . The consequences
of rotational invariance will be considered € sewhere.
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Abstract—The equation of motion of magnetization of a garnet ferrite (111) film is solved numerically. It is
shown that different regimes of the resonance precession of magnetization are realized depending on the bias
and microwave fields; the regimes differ in amplitude and in the shape of their magnetization precession trajec-
tories. In addition, bifurcations occur which lead to an abrupt change in amplitude, to bistability, and to preces-
sion with a period that is a multiple of the microwave-field period. © 2001 MAIK “ Nauka/lnterperiodica” .

1. The nonlinear dynamics of magnetization in mag-
netically ordered crystals is of interest because of the
variety of dynamic regimes of precession of the magne-
tization vector and the possibility of attaining large
angles of uniform precession [1-4]. The latter property
is of importance because magnetization precession can
be useful for modulating laser radiation, the efficiency
of which is determined by the precession angle [5, 6].
In [7], the features of nonlinear precession of a mag-
netic moment associated with its nutation in an effec-
tive field and with the frequency-doubling effect were
investigated in a (111) film of a cubic crystal. The
investigation was carried out in a geometry where bias
fields were applied perpendicular to the film surface
and for frequencies corresponding to resonance preces-
sion, i.e, to ferromagnetic resonance (FMR). It was
found that, for a given microwave (MW) field charac-
terized by its amplitude and polarization, the angle of
resonance precession is large only at certain values of
the bias static field and isinduced by crystalline anisot-
ropy fields. Under conditions for nonlinear FMR, the
precession of the magnetic moment is accompanied by
its nutation, which is dominated by the contribution
from the third harmonic of the fundamental precession.
Away from FMR, in the case of a linearly polarized
MW field, the frequency-doubling effect is significant
and the second harmonic becomes dominant. In this
paper, we present the results of a numerical solution to
the eguations of motion of magnetization, which indi-
cate that there are several regimes of precession: bifur-
cation, bistable dynamic states, and precession with a
period that isamultiple of the MW field period.

2. Let the crystallographic [111] axis of a single-
crystal garnet ferrite film be aligned with the x axis
(which istaken to be normal to the film surface). They

and z axes are taken to be paralel to the [112] and
[110] directions, respectively. The polar angle 8 and

azimuthal angle s of the magnetization M are reckoned
fromthe x and y axes, respectively. The dynamic behav-
ior of the magnetization in an externa static magnetic
field H and an MW field h is described by the equations
of motion [8]

UMsing < OF 4 A 1 OF
WMsin® = y35 * Msneay’ "
BM = Aaﬂ_ LO_F
M8 Ysneay’

where y is the gyromagnetic ratio, A is the damping
constant, and F is the free-energy density. From the
conditions dF/06 = 0 and oF/dy = 0, we find the equi-
librium angles 6, and YJ,. Using the basic parameters
determining the film magnetization, we solve Eq. (1)
using numerical methods for those values of the static
field H for which the equilibrium orientation of the vec-
tor M isaong the normal (6, = 0) to the film (for given
values of the growth-induced and crystalline anisotropy
constants, K, and K, respectively). The resonance fre-
guency equals w, = yH«(0), where the effective field is

_ 2 2.0
He(0) = H—41M + MEku-éK]D. )

The MW field is linearly polarized and lies in the yz
plane (i.e., h O H).

3. The numerical solution of Eg. (1) shows the pro-
jections of the stationary tragjectories of the precessing
magnetic moment onto the yz plane for different values
of the static and MW fields. The stationary magnetiza-
tion precession isindependent of the orientation of the
MW field in the film plane and theinitial phase of this
field in the cases under study. In our calculations, we
used the following parameters of a real garnet ferrite
107 (Ces) ™, A =3x 10°s?, and K, = K, =-10% erg/cm?®
[4]. For the bias field values in the range Hy < H < H,,

1063-7834/01/4308-1499$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Fig. 1. Projections of stationary trajectories of precession of the magnetic moment onto the yz plane for various values of the bias
field H = (@) (1) 260 and (2, 3) 283.5; (b) (1) 280 and (2) 285; and (c) (1) 290, (2) 350, (3) 400, and (4) 600; and for various values
of the MW field amplitude h = (&) (1) 0.04, (b) (1) 2, and, in the other cases[(a) (2, 3), (b) (2), (c) (1-4)], 1.5 Oe. my = My/M, with

a=yz

where Hy 0254 Oe is the minimum value corresponding
to the resonance frequency w, = 0 and H, 0275 Oe, the
axis of precession is normal to the film plane only for
MW fields of amplitudeh <5 x 102 Oe (curve 1 in Fig.
13). Asthe MW field isincreased, the magnetization tilts
to one of the three directions that are determined by the
value of the bias field and the film anisotropy precesses
about this direction with an average amplitude of [k
3°. Anincreasein the biasfield causes the magnetization
to precess again about the normal to the film with the
maximum amplitude; for example, for h = 1.5 Oe, the
amplitude of precession is aslarge as [[1130° (curve 2
in Fig. 14). Further, afairly narrow range of bias fields
(AH ~ 1 Oeg) follows in which dynamic bistability takes
place; namely, in addition to the orbit with the maximum
amplitude of precesson of the magnetic moment,
another stationary orbit arises with [[1110° (curve 3in
Fig. 1a). Which of these two dynamic states is realized
depends on the parameters of the fields and magnetiza-
tion (and on their fluctuations), as well as on the initia
phase of the MW field. In this FMR geometry, as can be
seen from the M trgjectories presented, the dominant

Contributions from harmonics of fundamental oscillations
with frequency w;, to nutation of the magnetization M

H, Oe| @, deg| @/ P2/ Po P30/ %o
283 | 30.108 | 250x 102 | 1.38x 102 | 3.62x 101
300 | 11.463 | 3.20x 1072 | 442x 102 | 1.13x 10!
400 |16.904 | 1.98x 102 | 1.25x 102 | 503 x 1072
500 | 15.721 | 1.09x 103 | 6.29x 103 | 2.89 x 102
600 | 12.228 | 7.24x 10 | 494 x 1073 | 1.65x 1072
700 | 9.629 | 413x10* | 494%x 103 | 1.02 x 1072
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contribution to nutation of the magnetic moment comes
from the third harmonic of fundamental oscillationswith
resonance frequency . This contribution is maximum
in the regime where the precession angle [pLis maxi-
mum. Over very narrow ranges of biasfields (AH ~ 107
Oe), regimes occur in which the trgjectories are complex
and the period of precessionisamultiple of theMW field
period; i.e., T =2ri/w, wherel is an integer. The curves
presented in Fig. 1b correspond to stationary periodic
motions of magnetization with | = 3 (curve 1) and 4
(curve 2); for H 00284 Oe and h = 1.5 Oe, aregime with
| = 8 can occur. With afurther increasein H and the MW
field amplitude h < 1.7 Oe kept fixed, the precession
amplitude first increases and then decreases (curves 14
in Fig. 1c). The trgectories more and more closaly
resemblecircles; that is, the contribution from the higher
harmonics of fundamental oscillations with the reso-
nance frequency to magnetization nutation decreases.

Figure 2 shows the time dependence of the normal
component of the magnetic moment in the process of
transition to a stationary orbit for the MW field ampli-
tudeh =1.5Oeandthebiasfield H equal to (a) 260 and
(b) 283.5 Oe. Figure 2a corresponds to a transition to
stationary precession with a small amplitude about an
axis making an angle 6 = 40.7° with the normal to the
film. Figure 2b corresponds to a regime of dynamic
bistability in which the magnetic moment precesses
about the normal to the film; precession with a large
amplitude (curve 1) occurs when theinitial phase of the
MW field is equal to 10°, while the small stationary
orbit of precession with a much smaller amplitude of
nutation (curve 2) correspondsto the zero initial phase.

In order to calculate the contributions to magnetiza-
tion nutation from different harmonics of fundamental
oscillations with the resonance frequency, we expand
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the time-dependent precession angle ¢(t) into a Fourier
series:

o(t) = Z PnEXP(icont). 3

The contributions from the first three harmonics are
listed in the table for several values of the bias field H.
It can be seen that, in a (111) film under FMR condi-
tions, the contribution from the third harmonic is the
largest of the contributions from the higher harmonics
(n>0) [7]. For sufficiently large values of the biasfield,
H > H,, and small amplitudes of precession, the angle
@(t) is determined by the constant component ¢, = (O]
with a high degree of accuracy and the higher harmon-
ics can be ignored when describing the motion of the
magnetization.

In this case, the average angle of precession @, is
approximated as

h? 2 2
cos@y=1-—; + (X)), 4
% e X el 4

where the complex diagonal (x = X' —ix") and off-diag-
onal (X, = Xa—iXa) components of the high-fre-
guency susceptibility tensor, which determines the lin-
ear relation between the MW field and the correspond-
ing response of the magnetization, are equal to (at
resonance, w = ) X' = YM(\? — y"M?)/wh, X" =

VM2(3A2 + 22M/wAD, Xk = yMY w4, and

Xs = 2y"M*YwAA, where A = \, + 42M?2 [8]. For
example, for H = 500, 600, and 700 Oe, Eq. (4) gives
@, = 17.510°, 12.431°, and 9.639°, respectively. Com-
parison of this with the data in the table shows that

Eqg. (4) isaclose approximation in the case of high bias
fields.

For MW field amplitudesintherange 1.7<h< 2 Oe,
as numerical analysis shows, bifurcation occurs and
precession with a sharply increased amplitude is
observed; this precession is stable in the range of bias
fields H,(h) < H < H,(h), the width of which increases
with h. For h = 2 Oe, the upper limit H, is absent; only
a sharp increase in the precession amplitude is
observed, and then the amplitude decreases rather
smoothly. Figure 3 shows the time dependence of the
normal component of the magnetic moment that moves
fromtheinitial position 8 = 0 and goesinto a stationary
orbit under the action of an MW field with an amplitude
of h=2 Oe. The biasfield is taken to be near its bifur-
cation value H, (curve 1 correspondsto H = 334.44 Oe;
curve 2, to H = 334.45 Oe). As H approaches H,, range
Ain Fig. 3 increases in length, which means that pre-
cession with an intermediate amplitude pLbecomes
stable at H = H,. Therefore, in the case of the bifurca-
tion in question, precession of the vector M changes
over from one stable stationary orbit to the other viaa
third stable state.
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(a)

0.6

ikl

t, Us

Fig. 2. Time dependence of the norma component of the
magnetization M (m, = M,/M) which movesfrom itsinitial
position 8 = 0 and goes (a) into a stationary precession orbit
about an axistilted with respect to the normal to thefilm and
(b) into one of the two stationary orbits in the dynamic-
bistability regime.

The dependence of the average polar angle B of the
magnetic moment on the biasfield H isshown in Fig. 4
for different values of the MW field amplitude. In the
range 260 < H < 275 Oe, the average amplitude of sta-
tionary precession is [k 3° and its axisis hot normal
tothefilm plane. Asthe biasfield isincreased, the mag-
neti zation beginsto precess about the normal to thefilm
with a maximum amplitude (B0 = [p0) and then a
bistable state arises. For H > 284.5 Oe, only the orbit
with asmall precession amplitude remainsstable; if h<
1.7 Oe, the precession amplitude first increases with
increasing bias field, then passes through a feebly
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Fig. 3. Time dependence of the normal component of the
magnetic moment which moves from itsinitial position 6 =
0 and goes into a stationary precession orbit for two values
of the biasfield close to the bifurcation field Hq (see text).
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Fig. 4. Dependence of the average polar angle BOof the
magnetization M on the bias field H for different values of
the MW field amplitude h = (1) 1.5, (2) 1.6, (3) 1.702, (4)
1.75, and (5) 2.0 Oe; BCE [pFor H = 275 Oe.

marked maximum and decreases. In the case of suffi-
ciently large MW field amplitudes, the small orbit
becomes unstable at H = Hy(h) and the precession
amplitude increases sharply; however, at H > H,(h) (for
h < 2 Oe), the orbit with a small precession amplitude
again becomes the only stable orbit.

The investigation performed in this paper shows
that, under FMR conditions, various regimes of magne-
tization precession can occur in a garnet ferrite (111)
film; these precession regimes differ greatly in ampli-
tude and in the shape of their trgjectories. In addition,
bifurcation can arise, which leads to a sharp changein
the precession amplitude, to bistable states, and to pre-
cession with a period that is a multiple of the resonant
MW field period.
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Abstract—This paper reports the results of a complex investigation into the properties of nanocrystallineiron
prepared through mechanical dispersion in a hydrogen atmosphere. Magnetic measurements reveal changesin
the magnetic characteristics of iron samples obtained for different times of milling (i.e., samples with different
grain sizes). The structural transformations responsible for these changes are studied by x-ray diffraction,
M dssbauer spectroscopy, and thermogravimetry. It is found that incorporation of hydrogen into the boundary
region between single-domain particles of consolidated nanocrystallineiron leads to an increase in the coercive
force. Magnetic anisotropy induced by strains is observed. It is established that the strain-induced magnetic
anisotropy affects the field dependence of the saturation magnetization of nanocrystalline iron. © 2001 MAIK

“ Nauka/Interperiodica” .

1. INTRODUCTION

Research on the nanocrystalline state of matter is a
topical direction of solid-state physics. This state sub-
stantialy differsin atomic ordering from the polycrys-
talline and amorphous states[1]. Numerous experimen-
tal studies have demonstrated that a decreasein the par-
ticle size to ~10 nm results in a drastic change in the
heat capacity and the magnetic, electrical, and mechan-
ical characteristics of the materia [2]. This effect is
more pronounced in experiments with isolated parti-
cles. For example, ferromagnetic nanocrystalline parti-
cles are characterized by changes in their magnetic
properties, such as the magnetic moment, the Curie
temperature, and the coercive force.

A different situation occurs in consolidated nanoc-
rystalline ferromagnets. Their unusual physical proper-
ties can be associated with the small sizes of their crys-
tallites (grains) and also with the fact that the interface
regions (grain boundaries) can involve from 10 to 50%
of the total number of atoms. As the grain size
decreases, the misorientation of nanocrystallites leads
not only to a decrease in the atom density in interface
regions but also to the formation of stress fields that
extend from the boundaries deep into the grains. The
stress fields induce displacements of atoms from their
regular lattice sites and, thus, change the configuration
of the nearest neighbor atoms. All these factors can
bring about a change in the energy of magnetic
exchange interaction because of the limiting ferromag-
netic exchange length (according to different estimates,
the exchange length for a-Fe is equal to 25-30 nm).
Moreover, depending on the preparation conditions of
the nanocrystalline samples, the chemical composition
of interface regions can differ from that of crystallites.

In this respect, the separation of the contributions from
atoms located in grains and atoms within the interface
regions to the physical effects under investigation is a
central problem in the study of the consolidated nanoc-
rystalline state. In order to solve this problem, it is nec-
essary to obtain experimental data on the interrelation
between the structural and physical properties of nano-
materials with correctly evaluated grain sizes.

In the present work, we carried out acomplex inves-
tigation into the structural and magnetic characteristics
of nanocrystalline iron. The iron samples were pre-
pared using a currently efficient and widely used
method—mechanical dispersion in a high-power ball
mill. However, unlike the standard inert atmosphere
which iscommonly used for producing nanocrystaline
materials, we used a hydrogen atmosphere in the mill.
In our earlier work [3], we showed that the presence of
hydrogen in the atmosphere during milling of the mate-
rial changes the dispersion kinetics and provides the
conditions for mechanical synthesis; i.e.,, hydrogen
affects the mechanism of the phase formation in the
interface regions of contacting particles.

It is known that hydrogen does not dissolve in the
solid phase of iron at room temperature. Ponyatovskit
and his collaborates [4, 5] proved that the formation of
iron hydride FeH requires a hydrogen pressure up to
7 GPaand atemperature of approximately 250°C. Iron
hydride is unstable: it transforms into a-Fe with an
increasein the temperature above 150 K and very easily
releases hydrogen under mechanical treatment. How-
ever, the solubility of hydrogen depends not only onthe
gas phase pressure and temperature but also on the
purity of the metal, defectiveness of its structure, and
the dislocation distribution. As was shown in [6-11],
hydrogen readily interacts with structural defects such
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as microcracks, dislocations, defects clusters, and grain
boundaries.

The mechanical dispersion of iron brings about the
formation of nhumerous boundaries with a high defect
content, which, in our opinion, provides favorable con-
ditions for the incorporation of hydrogen (forming the
atmosphere in the course of milling) into interface
regions of nanocrystalineiron.

In this work, we examined changes in the magnetic
characteristics of nanocrystalline iron samples pre-
pared in a hydrogen atmosphere for different milling
times (i.e.,, samples with different grain sizes) and
revealed the structural transformations responsible for
the observed effects.

2. EXPERIMENTAL TECHNIQUE

The nanocrystalline iron samples were prepared by
mechanical dispersion of highly pure carbonyl iron (the
total content of oxygen and carbon impurities was less
than 0.01%) in a high-power planetary ball mill with a
ball-to-iron powder mass ratio of 20 : 1. The milling
was performed in a hydrogen atmosphere for 2 and 8 h.
For comparison, the nanocrystalline iron samples were
prepared in an inert (argon) atmosphere for the same
times of milling.

X-ray structure analysis of the samples (lattice
parameters, sizes of coherent-scattering regions, and
lattice strains) was carried out on a Rigaku-D/MAX
x-ray diffractometer (CuK, radiation) with a mono-
chromator.

The M 6ssbauer spectra were recorded in an absorp-
tion geometry on a “Mdssbauer Laboratory” spectro-
meter (Hungary) using a >’Co(Rh) gamma-ray source
with an activity of 50 mCi. The spectrometer was cali-
brated against an a-Fe standard absorber. The spectra

M, G cm’/g
300 |- |
200 7 J
100 72
X ;
~100[ /#
200 oot
3000
~10000

10000
H, kOe

-5000 0 5000

Fig. 1. Dependences of the saturation magnetization on the
external field for (1) the initial polycrystalline iron and
nanocrystallineiron milled in hydrogen for (2) 2and (3) 8 h.
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obtained were mathematically processed according to
the UNIVEM software package.

The thermoanalytical determination of the amount
of adsorbed hydrogen was carried out with a
NEZTSCH STA-409 thermoanalyzer, which made it
possibleto perform athermogravimetric analysis of the
samples. The measurements were carried out in the
temperature range 20-800°C at a heating rate of
20 K/minin adried helium atmosphere.

The coercive force and the saturation magneti zation of
the samples were measured using a vibrating-sample
magnetic anisotropy meter, which, in the magnetometer
operating mode, had asensitivity ashighas5x 108 G cm?
in the field range £10 kOe.

3. RESULTS AND DISCUSSION

Figure 1 shows the dependences of the saturation
magnetization on the external field for the studied sam-
ples. The main magnetic parameters calculated from
these dependences are given in Table 1.

It can be seen from Fig. 1 that, compared to the ini-
tial polycrystallineiron, the saturation magneti zation of
both nanocrystalline iron samples milled in hydrogen
reaches amaximum in weaker fields. At the same time,
with anincreasein the milling time, the saturation mag-
netization o of nanocrystalline iron milled in hydrogen
(Table 1), to within the error of determination, remains
identical to that of polycrystallineiron.

The coercive force H,, (characterizing the remanent
magnetization of iron) is equal to 1.8 Oe for the initial
carbonyl iron and increaseswith anincreasein the mill-
ing time. After milling for 8 h, the coercive force dras-
tically increases (by a factor of more than seven) to
H. =13.2 Oe(Table 1). It should be noted that the coer-
cive force for the nanocrystalline iron sample milled in
an argon atmosphere for 8 h increases only by afactor
of 1.5.

With the aim of interpreting the observed changesin
the magnetic characteristics of the nanocrystalline iron
samples prepared through mechanical dispersion in a
hydrogen atmosphere, we carried out structural investi-
gations. The x-ray diffraction patterns of all the sam-
ples studied are shown in Fig. 2. The diffraction lines of
milled iron are broader and lessintense compared to the
lines in the diffraction pattern of the initial carbonyl
iron.

The x-ray diffraction datawere used to calculate the
structural  characteristics of nanocrystalline iron,
namely, the size of coherent-scattering regions and the
degree of lattice strain (Table 2). A comparison of the
data presented in Table 2 shows that the size of coher-
ent-scattering regions (in actual fact, the crystalite
size) decreases to 20 and 13 nm after milling for 2 and
8 h, respectively. The mechanical dispersion of ironin
a hydrogen atmosphere is accompanied by an increase
in the degree of lattice strain: the strain increased by a
factor of 1.5 after the 2-h milling and by afactor of 6 [to
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avalue of (4.3 = 0.2) x 107 after the 8-h milling. All
these resultsindicate that the degree of structure imper-
fection increases.

Unfortunately, x-ray diffraction analysis has failed
to separate the boundary and size effects in nanostruc-
tured materials. For this purpose, the structural compo-
nents of nanocrystalline iron were studied by Mdss-
bauer spectroscopy.

The Mdssbauer spectraof ironintheinitial stateand
after milling in hydrogen for 2 and 8 h are displayed in
Fig. 3. The spectrum of iron in theinitial stateis repre-
sented by one sextet with the hyperfine magnetic split-
ting Hg; = 330 kOe, isomer shift d = 0 mm/s, and line-
width ' = 0.26 mm/s. These values agree with the
hyperfine parameters of polycrystalline a-Fe (Fig. 3a).
The spectrum of nanocrystalline iron milled in hydro-
gen for 2 h can be described by the sum of two sextets.
One sextet (hyperfine magnetic splitting Heg =
330 kOe, isomer shift & = 0 mm/s, linewidth ' = 0.27
mm/s, and resonance area S = 88%) corresponds to the
bulk of a grain. The other sextet (Hg; = 320 kOe, 0 =
0.11 mm/s, I = 0.4 mm/s, and S= 12%) is attributed to
the grain boundary. Asthe milling timeincreasesto 8 h,
the contribution from the partial spectrum of the grain
boundary increases to 16%. An increase in the area of
the partial spectrum of the grain boundary is attended
by changes in its parameters. the hyperfine magnetic
splitting and the isomer shift decrease to 314 kOe and
0 mm/s, respectively, and the linewidth increases to
0.55 mm/s. The hyperfine Mdssbauer parameters for
iron prior to and after milling in ahydrogen atmosphere
for different milling stages are listed in Table 3.

It is seen from Table 3 that the linewidth in the par-
tial spectrum of the grain boundary increasesto avalue
of 2, with an increase in the milling time. This
increase can be explained by the fact that Fe atomsin
theinterface region are separated by different distances,
each characterized by its own effective magnetic field.
It isthis distribution of effective magnetic fieldsthat is
responsible for the broadening of the spectral lines cor-
responding to the grain boundary. The mean effective
magnetic fields decrease to 320 and 314 kOe after mill-
ing for 2 and 8 h, respectively. This can be interpreted
as follows. In the course of milling, the nearest dis-
tances between iron atoms in the interface region
become larger than those in metalic iron, which isin
reasonable agreement with the concept of the decrease
in density of the interface region [12].

The isomer shift is another important spectral
parameter that characterizes the structural state of the
grain boundary. It iswell known that the isomer shift in
the M dsshauer spectrum is determined by the relation-
ship

5= OR/R{|W(0)2 - W3 ,

where |W(0)|? and |W(0)|> are the s electron densities
at the nucleus for a source and an absorber, respec-
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Table 1. Saturation magnetizations o and coerciveforcesH,
for polycrystaline carbonyl iron and nanocrystalline iron
obtained in a hydrogen atmosphere

Sample o, Gemi/g H., Oe
Initial carbonyl Fe 240+ 50 1.8+0.2
FemilledinH,for 2 h 270+ 55 19+0.2
Femilledin H, for 8 h 270+ 55 132+0.2

Table 2. Structural characteristics of iron prior to and after
milling in a hydrogen atmosphere (calculations from x-ray
diffraction data obtained with CuK, radiation)

Sample D,nm|n x 1073

Prior to milling 42 +2(0.7+0.2|2.867 £ 0.002
After millinginH, for 2h|{20+ 2|1.2+ 0.2|2.863 + 0.002
After millingin H, for 8 h|13 + 2|4.3 £ 0.2|2.863 + 0.002

Note: D is the size of coherent-scattering regions, and n is the
degree of lattice strain.

a, nm

tively, and OR/R determines the difference between
radii of the nucleusin the excited and ground states. For
the >Fe nucleus, we have 0R/R=-1.8 x 10-3. Hence, an
increase in the electron density at the nucleus in the
sample under investigation leads to a decrease in the
isomer shift &.

Asfollowsfrom Table 3, the isomer shift in the par-
tial spectrum of the grain boundary in iron milled in
hydrogen for 2 h increases to 0.11 mm/s (for polycrys-
talline iron, & = 0 mm/s). This agrees with the data
obtained by Herr et al. [12], who observed an increase
in the isomer shift for the grain boundary of iron nano-
particleswith adecreasein the grain size. Thisincrease
can be associated with a decrease in the density of the
interface region. However, in the Mdssbauer spectrum
of the nanocrystalline iron milled for 8 h, the isomer
shift of the partial spectrum of the grain boundary unex-
pectedly decreasesto O mmy/s. This behavior of theiso-
mer shift corresponds to an increase in the s electron
density in the interface region and is inconsistent with

110
l 200 211 220 310 222
/ﬂ A A/ A, 2
A% I \/ ) /1
50 100 142
20

Fig. 2. X-ray diffraction patterns (CuK, radiation) of (1) the
initial carbonyl iron and iron prepared through mechanical
dispersion in hydrogen for (2) 2 and (3) 8 h.



1506 NOVAKOVA et al.
Table 3. Parameters of the Mésshauer spectra of carbonyl iron prior to and after milling in a hydrogen atmosphere
Sample Partial spectrum o, mm/s H, kOe A, mm/s I, mm/s S %

Prior to milling Grain 0 330+2 - 0.26 + 0.02 100
Boundary - - - - -

After milling in H, for 2 h Grain 0 330+2 - 0.27 £ 0.02 88
Boundary 0.11+0.02 3202 - 0.40 £ 0.02 12

After millinginH, for 8 h Grain 0 331+2 - 0.27 £ 0.02 84
Boundary 0 314+2 - 0.55+0.02 16

the concept of the decrease in density of the interface
region. At the sametime, this effect can be explained by
the incorporation of hydrogen into the interface region.

A decrease in the crystallite size brings about an
increasein the size of the interface region and the num-
ber of interface defects. Hence, it is clear that a further
increase in the milling time provides more favorable
conditions for hydrogen absorption. For iron samples
with a grain size of 13 nm, the width of a boundary
layer with a high defect content was estimated (accord-
ing to the data obtained for similar materialsfrom high-

resolution electron microscopy [1]) to be as large as
1 nm. Thisis favorable for the capture of hydrogen by
dislocation loops and three-dimensional defects in
grain boundary junctions. Furthermore, the incorpora-
tion of hydrogen into the interface region during
mechanical dispersion is facilitated by local pressure
and temperature jumps up to 15 x 10° Pa and 10° K,
respectively [13]. Hydrogen atoms penetrate between
iron atoms located in the interface region and lose elec-
trons to the common conduction band. This should
bring about an increase in the s electron density at iron

-10 -5 0 5 10
125 . . T T T
120+ T T T T 1 0-Fe
115F
110
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1051
310
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g= "— 'Gmien boundary
= 300F
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2 290F
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£ 280F (b)
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Fig. 3. Mdsshauer spectra of (@) theinitial carbonyl iron and carbonyl iron after milling in hydrogen for (b) 2 and (c) 8 h.
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Fig. 4. Thermogravimetric curves for iron samples prepared through mechanical dispersion in hydrogen for (a) 2 and (b) 8 h.

nuclei and, correspondingly, a decrease in the isomer
shift. Thus, the decreasein theisomer shift of the partial
spectrum of the grain boundary in our sampleisindirect
evidence that, during the milling of iron in a hydrogen
atmosphere for 8 h, hydrogen is incorporated into the
interface region. It should be noted that, in the Moss-
bauer spectraof nanocrystallineiron milled in an argon
atmosphere for 8 h, the isomer shift of the partial spec-
trum of the grain boundary does not decrease, which
also corroborates our assumption.

In order to directly confirm the incorporation of
hydrogen into the structure of grain boundaries in
nanocrystalline iron, we carried out a thermogravimet-
ric analysis of our samples. The temperature depen-
dences of the weight change for the nanocrystaline
iron samples are plotted in Fig. 4. For the iron sample
prepared by milling for 8 h (unlike the sample after
milling for 2h), the weight lossin the temperature range
100-200°C is equal to 0.14 wt %. A decrease in the
weight in this temperature range is characteristic of
hydrogen release (removal). The possible amount of
hydrogen incorporated into the structure of grain
boundaries can be theoreticaly estimated from our
structural data: the grain size in this sample is equal to
13 nm, thegrain boundary widthisaslargeas 1 nm, and
the fraction of iron atomsin the grain boundary region
is~16% of the total number of iron atoms (see the cal-
culated Mosshauer parameters in Table 3). With due
regard for the atomic weight coefficients, the calculated
weight fraction of hydrogen incorporated into the grain
boundariesis equal to ~0.15%, which isin good agree-
ment with the thermogravimetric data. Thus, the ther-
mogravimetric measurements experimentally con-
firmed the incorporation of hydrogen into grain bound-
aries in the sample for which we observed indirect
indications of this incorporation, namely, a sharp
increase in the degree of lattice strain and an unex-
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pected decrease in the isomer shift in the M éssbauer
spectrum of the grain boundary.

The above investigation of the nanocrystalline iron
samples prepared through mechanical dispersion in a
hydrogen atmosphere demonstrated that an increase in
the milling time to 8 h leads to the incorporation of
hydrogen into defect-rich interface regions in nanoc-
rystalline iron samples. It is worth noting that a drastic
increase in the coercive force is also observed for this
sample. According to the structural data, this increase
can be explained asfollows. The mean grain sizein this
sample (13 nm) indicates that the nanocrystalline iron
grains arein the single-domain state. The incorporation
of hydrogen into interface regions increases their den-
sity and, thus, hinders the domain wall motion, which
resultsin an increase in the coercive force.

Analysis of the intensity ratio of the hyperfine mag-
netic structure components in the M dssbauer spectra of
the iron samples milled in hydrogen revealed its devia-
tionfromtheratiol,5:1,5:153,=3:2: 1(characteristic
of polycrystalline iron), at which the angle 6 between
the directions of the mean magnetic moment and the
incident gamma-ray beam is equal to 54°. Thus, the
samples milled for 2 and 8 h in hydrogen are character-
ized by a preferential direction of the magnetic
moments with respect to the direction of the gamma-
ray beam (8 = 66° and 59°, respectively); i.e., these
samples exhibit a magnetic texture. A comparison of
these data and the microtopograms obtained by scan-
ning electron microscopy for the samples under inves-
tigation [14] allowed usto conclude that these samples
possess strain-induced magnetic anisotropy. Asfollows
from the cal culated dependence of the integrated inten-
sity of x-ray reflections on the tangent of the diffraction
angle, the direction of anisotropy coincides with the
(011) direction, which isthe easy magnetization axisin
iron. Therefore, it is this anisotropy that leads to a
changein the field dependence of the saturation magne-
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tization for nanocrystalline iron (milled in a hydrogen
atmosphere) as compared to that for isotropic polycrys-
tallineiron.
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Abstract—A numerical solution to the Landau—Lifshitz and magnetostatics equations is used to study the
residual magnetic configurations as functions of magnetic and geometrical parametersin the region of a mag-
netic nanocontact between oppositely magnetized ferromagnetic electrodes in the form of bulk bars. The con-
ditions for the emergence of antiparallel orientations of adjacent spins and the domain wall in the conducting
channel are determined. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Interest in magnetic nanocontacts has been growing
steadily owing to their possible use in controllable
strong variationsin conductivity induced by an external
magnetic field. This was recently demonstrated in
experiments with longitudinally magnetized nickel
bars [1]. Peculiarities in the conduction of magnetic
nanocontacts in the region of its quantization are con-
sidered in publications [2, 3], which demonstrate the
significant role played by the spin distribution inside
the conduction channel in the spin transport. Micro-
magnetic configurations of the magnetization of a
cobalt nanocontact between two flattened ferromag-
netic electrodes formed during magnetization reversal
were simulated numerically in [4]. The work by Bobo
et al. [5], who studied the effect of ferromagnetic
microbridges in antiferromagnetically coupled layers
on the hysteresis properties of amultilayered structure,
is also worth mentioning. Longitudinally magnetized
barsthat are in contact have not been subjected to miro-
magnetic analysis to date. We will study the effect of
the competition between the long-range magnetostatic
interaction, local exchange interaction, and the energy
of anisotropy on the formation of rest configurationsin
the contact region between two oppositely magnetized
bulk bars depending on the form factor of the channel.

2. BASIC EQUATIONS

Stationary configurations of magnetization were
studied by numerically solving the Cauchy problem for
the Landau-Lifshitz equation:

aa_l\t/l = —y*%\/l X|:Heff+%(M XHeff)El (1)

where M is the magnetization vector; y* = y/(1 + a?),
with y and a being the gyromagnetic ratio and the
Gilbert damping parameter, respectively; the effective
magnetic field Hg = H + H™ + H™ + H* includes the
external field H; the demagnetization field

(Mny)
I =

(r isthe radius vector of the point, V and Sare the vol-
ume and the surface area of the magnetic structure, and
ng is the normal to its boundary); the uniaxial-anisot-
ropy field H™ = (2K, /M?)(M, nyn, (K, is the anisot-
ropy constant and n, is the unit vector along the easy
magnetization axis); and the nonuniform-exchange
field H™ = (2A/M?)AM (A is the exchange constant and
A isthe two-dimensional Laplace operator).

The boundary condition at the lateral surfaces of the
structure has the form

OM(r")
Ir—r|

m O
H ——DEI—J'dr
D \Y

M| = o 2
ong|g ’ @

that is, it corresponds to the free boundary conditions
[6].

An important feature of the physical system under
consideration is that the spins in the magnetic bars at
large distances from the contact are oriented strictly
along the zaxis and are antiparallel; i.e., M|,_ ;,, = (0,
0, £M). In the experiments made by Garcia et al. [1],
this was attained, for example, using coils localized at
the outer ends of the bars. For this reason, it is natural
to assumethat the left and right rods are magnitized vir-
tually uniformly along their entire length except along
the region in the vicinity of the nanocontact. It is aso

1063-7834/01/4308-1509$21.00 © 2001 MAIK “Nauka/Interperiodica’
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natural to assume that the characteristic length scale of
the region where the magnetization is distributed non-
uniformly isproportional to the cross section of the bars
(this is confirmed by the results of numerical experi-
ments). The same conclusion can be made from an
analysis of numerical experiments on the magnetiza-
tion reversal of long isolated bars[7]. Consequently, the
entire region |z| < L under investigation (where L isthe
length of the bar in contact) can be divided for numeri-
cal simulation into three parts: L <z< -z, —z;<z<
+Z,, and z, < z < L. The magnetization in the first and
last regionsis assumed to be homogeneous and equal to
M =(0, 0, £ M), where the upper sign correspondsto the
first region and the lower sign to the last. In the calcu-
lation region |z| < z, (z, > W, where Wis the transverse
size of the bar), the magnetization is cal culated by solv-
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Fig. 1. Spin distribution in oppositely magnetized contact-
ing ferromagnetic bars with a broad 24 x 24 x 12-nm rect-
angular congtriction located at the center of the contacting
end faces of the ferromagnetic bars with a 240 x 240-nm
sguare cross section in the case of weak anisotropy: (a) in
longitudinal cross sections parallel to the xz planeand (b) in
cross sections parallel to the xy plane.
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ing the Landau—Lifshitz equations with allowance for
the magnetic dipole interaction and the boundary con-

ditions M|, = (0, 0, =M). On the remaining surfaces

in which a magnetization jump takes place, the above-
mentioned free boundary conditions corresponding to
unpinned spins are used.

The methods of numerical integration of the Lan-
dau-Lifshitz equations are described in detail in the lit-
erature and have been extensively tested (see, for exam-
ple, [8-11]).

3. CONTACT BETWEEN TWO OPPOSITELY
MAGNETIZED BARS

Let us consider two contacting oppositely magne-
tized semi-infinite bars having a square cross section of
their side W = 240 nm, arranged along the z axis, and
connected through a rectangular junction of size w x
w X |. We assume that the nanocontact is formed either
at the center between contacting ends, asin Figs. 1 and
2, or displaced from the center to the edge of the bars
by Ax = 60 nm, as shown in Fig. 3. The size of the cal-
culation region along the z axis is chosen such that it
has the maximum possible value, 2z, = 960 nm. The
magnetic material parameters are assumed to be close
to the permalloy parameters; i.e, M = 800 G, K, =
1000 erg/cm?, and A = 106 erg/cm. Theinitial distribu-
tionischosen in theform of two oppositely magnetized
regions along the z axis separated by a line passing
through the center of the contact. In order to break the
symmetry of the initial distribution in the numerical
integration, a small transverse magnetic field ~1 Oe is
introduced. In the mesh partition, weusea6 x 6 x 6-nm
cubic mesh whose characteristic size is approximately
equal to the exchange length |, = (A/21M?)Y2, Numer-
ical calculations lead to the final steady-state configu-
rations of the spatia spin distribution presented in
Figs. 1-8.

According to the results of calculations, the volume
distribution of magnetization over the electrodes of the
contact is affected only dightly by introducing a mag-
netic constriction (except in the immediate vicinity of
the nanocontact). The principal configuration mode of
the spin state of the e ectrodesis avortex magnetization
distributionin thevicinity of the contacting ends of bars
with opposite rotations of their spin (Fig. 1). This state
agrees with the theory of magnetization reversal of a
long bar. Indeed, it iswell known [12] that the homoge-
neous state in an infinitely long cylinder under a mag-
netization reversing field becomes unstable with
respect to the formation of the Brown vortex mode
when the magnetization reversing field has the critical
vaue

H = 2K/M + 1.08(21tM)(A/M?)/R?, (3)

where R is the cylinder radius. Obviously, the demag-
netizing field in the vicinity of the contacting ends of
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planes are shown on the right.

bars magnetized to saturation in opposite directions is
H = 4rM. For this reason, the critical value of the
anisotropy field for the formation of a vortex mode in
the contacting barsis given by

(2K/M)y = 4TM(1—0.54(AIMY)IR?).  (4)

In the case of an isolated long bar of finite length, the
demagnetizing field near the end at saturation isH =
21iM. Therefore, the critical anisotropy field for the for-
mation of a vortex mode is considerably lower in this
bar:

(2K/M), = 2TM(1-1.08(A/M?)/R?).  (5)

PHYSICS OF THE SOLID STATE Vol. 43 No.8 2001

Results of micromagnetic simulation [7] have proved
that vortex magnetization distributions rotated in the
same or opposite directions are formed near the ends of
an isolated finite-length bar with an anisotropy lower
than the critical value. In our case, vortex states with
opposite rotations are preferred in the vicinity of the
contact of oppositely magnetized bars because of their
magnetostatic interaction.

The presence of a magnetic bridge (nanoconstric-
tion) between the bars does not affect the distribution of
most of the spins in them but changes the micromag-
netic configuration in the immediate vicinity of the
nanocontact. If thereis a short, wide constriction at the



1512

SAVCHENKO et al.

x=0 @ y=0 (b)
caay AN vy y i ) /—\/
COOMNIT o -

_‘¥t§_\¥ gyt « y

} I |

\ N |
77 3 <y
AN & RN N W B L~
vt e \\\\\'D;

(0
z=-150A z=-90A 7=90A z=150 A
sy e

~wN e
:::\\k\\ ‘ r{;;/,::::
/’“2121“ r RERESERNN
AR NN BI IZI R AR
A S N RN AN Y
LAY orrr/ NN ; J
} \\:\_.,,-/// \\\V,j";//

Fig. 4. Magnified fragments of the spin distribution in cross sectionsin the vicinity of the nanocontact between two oppositely mag-
netized bars with anarrow 12 x 12 x 24-nm constriction located at the center.

x=0 @ y=0 (b)
—_— T tiiiaia.d 7 y
v/ VA X
§ i :
Al — SEEERE
(©
z=-150A z=-90A z=90A z=150 A
WA ‘ NMANEEER]
}“ ANARRREERE
MRS EEY WA
RSN ERN NN AARRARIE)
/HILH‘HH m . Vibey
I AAARR RN BRR)
AR R RN J
srftPEEY 13

Fig. 5. Fragments of spin distributionsin oppositely magnetized bars with adisplaced narrow 12 x 12 x 24-nm constriction in cross

sections parallel to the xy plane.

center of the contacting end faces of the bars, the cen-
ters of the vortices are pushed apart and a blurred tran-
sition region is formed near the contact with a trans-
verse magnetization in the contact (Fig. 2). The spin
distribution along the central axis in fact resembles the
spin distribution across the Néel domain wall. The
asymmetry of the spin distribution along the z axis
increases in the vicinity of the edges of the nanocon-
gtriction. Inthe case of along nanocontact located at the
center of the bar cross section, an essentially asymmet-
ric spin distribution is formed: the center of one of the
vortices is drawn into the nanoconstriction so that the
magnetization in the long contact is parallel to its axis
up to the entrance to the other bar (Fig. 4). In this case,
the center of the second vortex is displaced due to mag-
netostatic repulsion, so that a transition region similar

PHYSICS OF THE SOLID STATE \Vol. 43

to a Néel domain wall is formed in the vicinity of the
entrance to the nanoconstriction.

If the nanoconstriction islocated away from the cen-
ter of the bar, the vortex and the antivortex in the con-
tacting bars create transverse-magnetization zones with
opposite directions of the magnetization at the entrance
and exit of the nanoconstriction. ThisisshowninFig. 3
for ashort constriction and in Fig. 5 for along constric-
tion. Depending on the form factor of the constriction,
the transition region has either the form of a Bloch
boundary (for a broad constriction) or the form of a
Néel boundary (for a narrow constriction). In both
cases, the transition region is blurred at least over the
length of the constriction. Thisis due to the low anisot-
ropy and strong effect of long-range magnetostatic
interaction. In the presence of a strong anisotropy

No. 8 2001



MAGNETIC CONFIGURATIONS IN THE REGION OF A NANOCONTACT 1513

X=0 (@ y:O (m
1) 44 [
/| Hin /| HE
T T vy Vv v 7 Y v v X
3 a}s X
Y 4+ N 4
It
\ f{ HEt N
©
z=-150 A z=-30A z=30A z=150 A

........
............

e ... Lo Y YT e e :'.'.'l, .-
L T T 2 N I 0 low e s
I R IR o

....................

A T T P2 2 2 B I S SR N Y
P2 A S B R N WL L Y PAr A A A S R RN ]

Fig. 6. Domainwall in the long nanocontact between ferromagnetic bars with astrong longitudinal anisotropy K, =3 x 108 erg/cm3.

x=0 @ y=0 (b)
T LLLiiil Z y
——— BRSO « y

(c)
z=-90A z=-30A z=30A z=90A
R 1 lH SNANMAAA ALY
‘ o NN
A 1111 R T N
AR tr1t );;3 SN ERRARE!
FIEFEE R R 3;} SRR

it
SarrttibEt 1 I t

Fig. 7. Micromagnetic distributionsin the vicinity of ananocontact for the displaced broad constriction presented in Fig. 3, but with
adiscontinuity in the exchange interaction in the middle of the channel.

x=-90A y=90A @
PANNNNNSN eSS T S~
CNNNNNNSS o cessyy g
NN\ Ter s Z y
YN N NS e . ey X
R Al —$§ -4$>x
-——m—nNN s B PAA e
PP N S 2 B R A
R SRR vt PSS s .
[NE L N U N S v 2 PSS
(b)
z=-90A z=-30A z=30A 7=90A
R LY L7t
SO 1172
N o 1 258
AR RN RN 7o F73 \\Lr,TT\ N
AN (o AN AR AN
H{l‘_.)/// PN p -z NN\ ‘}H
l{ DN N / NN }}
\\ilz‘_.,// \\-._..,,'/’5/1
\\\\\‘_.—',/ \\-._.,,////

Fig. 8. Vortex states of spinsin the long nanocontact presented in Fig. 2 with adiscontinuity of the exchange interaction in the mid-
dle of the constriction.

PHYSICS OF THE SOLID STATE Vol. 43 No.8 2001



1514

(K, = 3 x 10 erg/cm?3) with the easy axisdirected along
the bar axis, the vortex mode of demagnetization of the
bars disappears and a head-to-head Néel type domain
wall isformed in the long constriction (Fig. 6).

Let us now discuss the effect of discontinuity of the
exchange interaction in the contact. Such a discontinu-
ity appears natural in the presence of a nonmagnetic
interlayer and in the case when the contact is formed
mechanically. It leads to the antiferromagnetic orienta-
tion of adjacent spinsin weakly anisotropic materialsin
short and long contacts displaced relative to the center
of the bars (Fig. 7) and to the emergence of a peculiar
vortex—antivortex spin structure with adiscontinuity on
the zero-exchange line in the contact when it is located
at the center (Fig. 8).

4. CONCLUSION

Thus, the numerical analysiscarried out by us shows
that in a weakly anisotropic magnetic contact formed
by a nanoconstriction between two oppositely magne-
tized rectangular bars, vortex states appear in theregion
of their contacting ends and a blurred transition region
occurs over the entire length of the contact. Depending
on the form factor of the constriction, spins are rotated
along the constriction axis either across the channel
analogously to a Bloch domain wall (in a short broad
channel) or, asinaNéel wall, with aspin distributionin
the channel parallel to its axis. The presence of adis-
continuity in the exchange interaction in the constric-
tion channel leadsto the emergence of an antiferromag-
netic jump of spins on the discontinuity ling, and a
peculiar state of the junction of oppositely rotated mag-
netic vorticesisformed at the center of the nanocontact
of the symmetric 3D structures.

The presence of strong anisotropy along the channel
axis leads to the formation of a domain wall of the
head-to-head type in the constriction. A transition from
the asymmetric state with a domain wall displaced to
the edge of the constriction to the symmetric state has
the form of a first- or second-order phase transition
depending on the form factor of the constriction and on
the ratio of the magnetostatic energy to the uniaxial-
anisotropy energy.

PHYSICS OF THE SOLID STATE \Vol. 43
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These peculiarities of micromagnetic states in the
vicinity of a nanocontact must be taken into account in
analyzing the spin transport in such structures in the
conductivity quantization region.
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Abstract—A method for estimating nanoparticle size by determining the distribution function p(H,,) of hyper-
fine magnetic fields from data on the M éssbauer spectrum of ’Fe nuclei is described. The idea of the method
stems from the fact that, owing to the breaking of exchange bonds for surface atoms, their contribution to the
total area bounded by the p(H,,) curve can be singled out. The potentialities of the method areillustrated using
the data obtained in experiments with nanoparticles of magnetite. © 2001 MAIK “ Nauka/Interperiodica” .

The analysis of the properties of surface layers of
nanoparticles is an important but complicated problem
in solid-state physics. Methods of investigation into
such problems should make it possible to observe the
surface and bulk layers of atoms constituting nanopar-
ticles. In this communication, we demonstrate that
Mosshauer spectroscopy provides quantitative infor-
mation not only on the properties of surface layers but
also on the nanoparticle size.

The method proposed by us involves determining
the distribution function p of a parameter of the Méss-
bauer spectrum of a system of ultrasmall particles.
From this point of view, the most interesting object is
the >"Feisotope, for which the variations of the spectral
parameters associated with a change in the closest sur-
rounding of anucleus can be recorded reliably. In view
of the high sensitivity of the hyperfine field H,, to the
closest surrounding of a >Fe nucleus, the distribution
function p(H,,) of these fields is especially convenient
for this purpose. The size of the particles can be esti-
mated by calculating the total area S= S, + S that is
bounded by the p(H,) curve and by separating the part
S, that correspondsto surface atoms (S is the contribu-
tion to Sfrom the internal iron atoms). Indeed, assum-
ing that the volumes of the external and internal regions
are V, = 41r?Ar and V, = 4/3rr3, respectively (r is the
particle radius and Ar is the thickness of the surface
region), we can approximate that

SJ/S = 3Ar/r,

since S/S = V./V.

The object of our investigation was ultradisperse
powder of magnetite obtained through the standard
chemical condensation technique. According to elec-
tron microscopy data, the average size of magnetite

particles was d(=2r) = 7.5 £ 0.5 nm. The M&ssbauer
spectrawere recorded in terms of absorption geometry.
The sample thickness was ~0.15 mg®’Fe/cm?, which
corresponds to a thin sample [1]. The radiation source
was a®'Co isotopein a Cr matrix. In order to obtain the
magnetic-field distribution function p(H,) at the sites of
5’Fe nuclei in the nanoparticle system under investiga-
tion, we used the formalism of “restoring and improv-
ing theimage quality” [2] (see also [1] on this subject).

The choice of magnetite was dictated by the fact that
its crystalline and magnetic structures have been stud-
ied comprehensively. In addition, the features of the
M dssbauer spectrum of %’Fe nuclei in bulk particles of
this ferrimagnetic oxide are well known. In particular,
wetook into account the fact that, as the magnetite par-
ticle size d decreases, the Verwey transition tempera-
ture for them increases noticeably. For nanoparticles, it
exceeds room temperature [3, 4], whereas it amountsto
119K for bulk particles.

From Fig. 1, it can be seen that the M 6ssbauer spec-
trum of magnetite nanoparticles at room temperature
has the same appearance as the spectrum for bulk mag-
netite particles below the Verwey point [5]. This might
be a confirmation of the fact that, in accordance with
[3], the Verwey transition temperature for the particles
under investigation isindeed higher than room temper-
ature. Consequently, for the internal, as well as for the
external nuclei, the spectrum can be treated as a super-
position of three partial spectra: two sextets which are
close in their parameters and correspond to trivalent
ironions Fe**(A) and Fe**(B) at A and B sitesand a sex-
tet with a dlightly weaker splitting from bivalent iron
ions Fe?*(B) at B sites.

Figure 2 showsthe distribution function p(H,)) of the
effective magnetic fields corresponding to this spec-
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Fig. 1. Mdssbauer spectrum of magnetite nanoparticles at room temperature.

trum. Four peaks can be clearly seen on the picture;
they correspond to the following values of magnetic
fields: H, = 407 kOe, H,,, = 431 kOe, H,; = 456 kOe,
and H,, = 482 kOe. Thelast two fields obviously corre-
spond to the fields for Fe**(B) ions, as well as for
Fe**(A) and Fe*(B) ions, in the internal regions.

As regards the fields H,; and H,,, it is natural to
assume that they are analogs of H,; and H,, but corre-
spond to iron ions in the surface region of a particle.
Taking into account the crystalline structure of magne-
tite, we can attribute to the surface region two outer lay-
ers of iron ions whose surrounding differs from that of
inner iron ions. The decrease in the effective magnetic
fields at the sites of ’Fe nuclei for surfaceions Fe**(A),

0.12F
0.08
T
QU
0.04}F
O 1 1 1
400 440 480
H,, kOe

Fig. 2. Hyperfine-field distribution function p(H,) corre-
sponding to the spectrum depicted in Fig. 1.
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Fe**(B), and Fe**(B) amounts to ~50 kOe. This
decrease is associated with the different numbers of
indirect exchange bonds for inner and surfaceironions,
because the latter ions are deprived of a considerable
part of these bonds.

The contributions to the effective magnetic field
from each of theindirect exchange bonds for aFe** ion
inthe spinel structure were estimated in [6, 7] using the
method of molecular orbitals in the approximation of a
linear combination of atomic orbitals. These contribu-
tions, for the A and B sites, amounted to 8 and 12 kOe,
respectively. Since twelve iron ions at the B sites form
the closest cationic surrounding of aFe* (A) ion and six
ions at the A sites form the nearest neighborhood for an
iron ion in the B position, the lack of half the bonds
should lead to a decrease in the effective magnetic
fields by several tens of kilooersteds, which agreeswith
our experimental data.

The data obtained on the function p(H,,) can be used
to estimate the area under each peak and, hence, the
ratio of the volumes V, and V; of the external and inter-
nal regions, respectively. According to our estimates
obtained for the magnetite particles under investiga-
tion, V./V; = 0.3. If we take for Ar the thickness of the
surface layer asbeing equal to the length of the Fe-O—e
exchange bond (Ar = 0.4 nm), we obtainr =4 nm in
accordance with the above equality for the S./S ratio.
The agreement between the obtained results and the
electron microscopy data can be regarded as quite sat-
isfactory (taking into account the approximating nature
of the calculations).

Thus, the results of our investigations show that
Mosshauer spectroscopy can be used for obtaining
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Yu. A. Mamalui and Yu. A. Siryuk

Donetsk Sate University, ul. Universitetskaya 24, Donetsk, 83055 Ukraine
Received October 18, 2000

Abstract—The coexistence of two domain phases, namely, a spiral domain and a bubble-domain lattice, is
investigated experimentally in thin garnet ferrite films with uniaxial anisotropy. The condition for this coexist-
ence is shown to be the equality of the magnetostatic pressures of the two phases. It is aso shown that the pos-
sible formation of a spiral domain structure is determined by the magnetostatic pressure. © 2001 MAIK

“ Nauka/Interperiodica” .

A wide variety of domain structures are formed in
epitaxial garnet ferrite films. These structures are deter-
mined by the physical properties of the material of the
film and by the magnetic fields and temperature. Con-
siderable recent attention has been focused on a new
type of domain structure, namely, spiral domains (SDs)
which arise in the presence of alternating and constant
magnetic fields. These domains have different proper-
ties depending on the conditions under which they are
formed. Spiral domain structures with asingle arm and
two arms were first observed in bulk samples of an
MnAIlGe aloy [1]. More recently, SDs were observed
in garnet ferrite films with the easy axis normal to the
film surface in alternating and constant magnetic fields
[2-6]. In [24], spiral domains were produced from a
labyrinth domain structure by applying a pulsed or an
alternating magnetic field at a frequency of 100Hz—
6 kHz in combination with abiasfield. The spiral struc-
ture thus obtained existed only in certain ranges of fre-
guenciesand magnetic fields; it moved easily acrossthe
film and had a finite lifetime; that is, it was a dynamic
domain structure. After the field was removed, the lab-
yrinth domain structure became dominant in the film.
In[5, 6], spiral domains were aso formed from alaby-
rinth domain structure under the action of a constant
magnetic field normal to the film surface. In this case,
the SDs formed a stable static pattern if the external
field had a certain magnitude. When the field was
removed, the SDs were transformed into fields with a
smaller number of turns and surrounded by alabyrinth
domain structure. In [7], the SDswere stabilized by the
bubble lattice (BL) surrounding them; this structure
existed even in a zero magnetic field. The SDs sur-
rounded by a BL were produced by magnetic field
pulses (of the same polarity) with a repetition fre-
guency of 200600 Hz and an amplitude of ~60 Oein
the absence of a constant magnetic field; the pulsefield
was then removed. An SD thus produced in a film and
surrounded by a BL could have as many turns as 10 to
30. The sense of the spin could be both clockwise and

counterclockwise, and the SD diameter was 100 to
1200 um. When an SD was destroyed through the
application of amagnetic field or through anincreasein
temperature, a new SD, surrounded by a BL, could be
produced with the same characteristics.

In this paper, we investigated the coexistence of two
domain phases, aspiral domain and aBL. Faraday rota-
tion was used to observe the domain structure. Mea
surements were performed on a magnetooptic setup
which allowed one to apply a unipolar pulsed field and
aconstant field at right anglesto thefilm at hand. Spiral
domain structures were produced using the method
indicated above. We investigated garnet ferrite films of
different compositions and thicknesses in which a BL
could be produced by a pulsed magnetic field. Thefilms
were grown through liquid-phase epitaxy on a gadolin-
ium gallium garnet (111) substrate. The easy axis was
normal to the film plane. The quality factor was Q =
1.5-2.5, and the saturation magnetization was 41M, =
140-280 G at room temperature.

The two domain phases are in equilibrium if the
magnetostatic pressures of the BL and the SD are equal.
The concept of magnetostatic pressure was introduced
in [8]; this thermodynamic quantity was defined for a
BL as the pressure force per unit length of the contour
enclosing some area of the BL. Therefore, the magne-
tostatic pressure is the derivative (with the minus sign)
of the BL energy with respect to the BL area. In [8], it
was shown that, for aBL,

P = 6(2nMS)ZC%4g, (1)

where a isthe BL parameter, d is the bubble diameter,
h is the film thickness, M, is the saturation magnetiza-
tion, and C is a constant. For an equilibrium BL, we
have d/a = 0.74 [9]; that is, this ratio is a constant [9]
and, therefore, the BL pressure decreases with increas-
ing a/h.
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Fig. 1. Influence of a magnetic bias field on the spira
domain. H = (&) 0, (b) 60, (c) 75, (d) 90, (e) 105, (f) 112,
(g) 115, and (h) 117 Oe.

The magnetostatic pressure of an SD was calculated
in [10]. It was shown that the pressure increases as the
number of SD turns (or the SD radius) is increased.
Therefore, an SD surrounded by aBL can bein equilib-
rium only where a certain relationship between the SD
radius and the relative BL parameter a/h holds true.

Our investigation showed that, in the case of coex-
istence of two domain phases, the BL parameter a and
the bubble diameter d are increased with distance from
the SD (Fig. 1). The reason for this is the following.
When an SD is produced by apulsed magneticfield, the
initial magnetostatic pressure of the SD is lower than
the BL pressure because the SD radiusis small. In the
process of SD formation, its radius and the number of
turns are increased; therefore, the magnetostatic pres-
sure of the SD isaso increased. The SD ceasesto grow
when its pressure and that of the BL become equal. The
final radius and the number of turns of the SD are deter-
mined by the equilibrium characteristics of the BL.
Therefore, the BL parameter and the bubble diameter
are changed with distance from the SD (the number of
bubbles cannot be changed). Thus, the BL which sur-
rounds an SD isin a quasi-equilibrium state; the equi-
librium BL isthat produced without an SD, that is, far
from the SD.

We investigated the influence of a bias magnetic
field on the characteristics of an SD and the BL around
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Fig. 2. Influence of a magnetic bias field on the bubble |at-
tice parameter and on the bubble diameter measured at dif-
ferent distances from the spiral domain: (1, 6) 30, (2, 5) 90,
and (3, 4) 180 um.
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Fig. 3. Magnetostatic pressure of the bubble lattice (in rela
tive units) as a function of bias field. The characteristics of
the bubble lattice are measured at different distances from
the spiral domain: (1) 180 and (2) 30 um.

it (Fig. 1). The field dependence of the BL characteris-
tics varies with distance from the SD (Fig. 2), but the
tendency for the bubble diameter d to decrease with
increasing field strength persists in the region in which
a remains unchanged. However, in the region in which
the BL parameter aincreases, the diameter d of the bub-
bles situated near the SD a so increases. The reason for
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Fig. 4. Bifilar spiral domain (schematic).

theincreasein the BL parameter isthe expansion of the
BL (rather than a decrease in the number of bubbles)
with a decrease in the SD diameter in the process of
equalization of the pressures of the two domain phases
and the establishment of equilibrium between them. It
should be noted that, although the parameters a and d
increase in this range of magnetic fields, the ratio d/a
remains equal to 0.74 to within the experimental error
of measurement (~10%). Figure 3 shows the magneto-
static pressure of the BL calculated from the theoretical
formula (1) as a function of the bias field determined
from the experimental data. It can be seen that, in acer-
tain field range, the BL pressure varies only dightly
and, therefore, the SD and BL are in a quasi-equilib-
rium state. At a certain, critical field, the outer end of
the spiral begins to move, thereby decreasing the SD
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Fig. 5. Magnetostatic pressure of the bubblelattice (in rela
tive units) asafunction of the BL parameter a’hiin (1) films
inwhich aspiral domainisformed, (2) filmsin which abifi-
lar spiral domainisformed, and (3) afilminwhich no spiral
domain structure is formed.
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pressure and disturbing the pressure balance, which is
accompanied by arearrangement of the BL. Asaresullt,
the SD disappears and only the BL remainsin the film.

Examination of films of different compositions and
thicknesses showed that the magnetostatic pressure of
the BL not only stabilizes the SD but also determines
the form of the SD structure. The SD surrounded by a
BL isformed in films for which 2.0 <a/h< 2.7. In the
case of a/h < 2.0, another type of spiral-domain struc-
ture—a bifilar spiral domain—is formed. Similar to an
ordinary SD, the bifilar SD is surrounded by a BL and
isin an equilibrium state in a zero magnetic field. In
contrast to an SD, which has an inner and an outer end,
the bifilar SD has two outer ends (Fig. 4). When a bias
field isapplied to the film, the bifilar SD always unrolls
fromitsinside.

Using the experimentally measured BL characteris-
ticsfor different films, we cal culated the magnetostatic
pressure of BLs from Eq. (1) (Fig. 5). Figure 6 shows
the energy and pressure of the SD (in relative units) as
afunction of p/h, calculated from the formulas derived
in[10Q], for N =20 and I/h = 0.1 for films of different
thicknesses and compositions. Here, pisthe SD period,
N is the number of turnsin the SD, and | is the charac-
teristic length of the film.

From Figs. 5 and 6, it is clear why different types of
SD are formed depending on the ratio, a/h, that charac-
terizesthe BL. In films for which 2.0 < a/lh < 2.7, SDs
areformed with 1.5 < p/h < 2.5; the energy isminimum.
If alh> 2.7, the BL pressureislow and the pressure bal-
ance of the magnetic phases can take place only in the
case of p/h > 3.0, where, as seen from Fig. 6, the SD

0.55
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W/2TtM;

0.50

1 1 1
1.0 1.5 2.0 2.5 3.0
plh

0.45 ' '

Fig. 6. Energy and the magnetostatic pressure of a spiral
domain (in relative units) as a function of the spiral period
p/h for (1) films in which a spira domain is formed,
(2) films in which a bifilar spiral domain is formed, and
(3) afilmin which aspiral domain structureis not stable.
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does not correspond to aminimum energy and, in addi-
tion, the SD radius is too large (R = Np/h) for this
domain structure to occur; therefore, only a BL is
formed in the film.

When a/h < 2.0, the pressure of the BL produced in
the film is high, such that the SD radiusisfixed after its
first turn is formed. In this case, the number of turns
increases (up to the value at which the domain energy
becomes a minimum) through the motion of the inner
end of the spiral. For this reason, a bifilar SD with two
outer ends is formed.

Thus, our investigations reveal ed that the stability of
coexisting phases is determined by their magnetostatic
pressure. It was also shown that the formation of a spi-
ral domain structure and its form depend on the magne-
tostatic pressure of the bubble | attice.
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Abstract—The standing spin wave spectra of Nig gFe, »,(1000-3000 A)/(Dy; _,Co,(700 A) bilayer exchange-
biased films with two different (precompensation Dy ,Cop g and postcompensation Dy 3C0p7) compositions
of the hard magnetic layer are analyzed. Measurements are performed at room temperature. It isfound that the
effective magnetic layer thickness (dy = dgy £ Ad), which determines the wave vectors of the first modesin the
spectrum, differs from the d, value specified in film technology. The sign of |Ad| ~ 500 A is governed by the
composition of the DyCo hard magnetic layer. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Intensive studies of exchange-biased films of the
soft magnetic ferromagnet—hard magnetic ferrimagnet
(antiferromagnet) type are stimulated by the modern
demand for microelectronics [1]. In the present work,
we examined the dynamic magnetic characteristics in
order to determine the parameters of ferromagnetic res-
onance (FMR) and spin-wave resonance (SWR) in
bilayer films of the compositions NiggFe, /Dy 2,C0qg
and Ni gFe, »/Dy, 3C0o, 7. The choice of these composi-
tions of the rare-earth metal—transition metal amor-
phous ferrimagnetic alloy was made for the following
reasons. It is known that DyCo amorphous alloys pre-
pared in the form of solid solutions over a wide range
of concentrations are characterized by a point of mag-
netic compensation. For example, the Dy,,3C0q 77
amorphous alloy is compensated at room temperature.
The rare-earth metal-transition metal alloy composi-
tions chosen for our investigationslie on different sides
of the compensation point on the composition axis and,
at the sametime, are characterized by close magnitudes
of magnetic characteristics, such as the saturation mag-
netization M= 80 G, the coerciveforce H, ~ 4 kOe, and
the perpendicular magnetic anisotropy K = 3 x
10° erg/cm?[2].

Analysis of the spin wave spectra of these bilayer
films revealed a very interesting effect associated with
the exchange interaction between the ferromagnet—fer-
rimagnet layers. It was found that resonance fields of
the first modes of the standing spin waves excited by
microwave fields in a permalloy layer substantially
depend on the chemical composition of the hard mag-
netic layer. The present paper reports the results of
detailed investigation into this phenomenon.

2. SAMPLE PREPARATION
AND EXPERIMENTAL TECHNIQUE

The NiFe/DyCo bilayer exchange-biased filmswere
prepared by thermal evaporation under vacuum (3 x
105 mmHg). Cover glasses were used as substrates.
The layers were deposited from three independent
evaporators with a ring cathode. The permalloy layer
was deposited in a constant magnetic field (20 Oe)
applied along the sample plane. The thickness of the
Nig gFe,, layer was varied from 1000 to 3000 A. The
thickness of the DyCo hard magnetic layer wasequal to
700 A. Sufficiently low substrate temperatures
(=50°C), which were observed during film deposition,
and the amorphous state of the hard magnetic layer (as
is known, the diffusion coefficient for amorphous
aloys is considerably less than that for their crystal
anal ogues) allowed usto concludethat the studied films
had a clearly defined interface between the ferromag-
net—ferrimagnet layers. The magnetooptical Kerr effect
in fields up to 15 kOe was used as a test technique for
determining the precompensation or postcompensation
composition of the hard magnetic layer. Figure 1 shows
the typical magnetooptical hysteresis loops measured
for the Dy, ,C0o, g and Dy, 3C0, 7 aloy films. In order to
prevent oxidation of the hard magnetic layer, a protec-
tive GeO layer was deposited onto the DyCo layer or
the reversed sequence of layers DyCo/NiFe was used.

The dynamic magnetic properties of the
NiggF€y2/DYo,C0pg and NiggFe,/Dyo5Coq; bilayer
films were measured on a standard spectrometer oper-
ating in the X band (9.2 GHz). The FMR fields were
measured at room temperature over the entire range of
angles between the external field and the film plane
with the aim of determining the effective magnetization
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Mg The Mg magnetization is defined by the relation-
ship

HE—4mMyy = JJH(H] +4TM ), )

where H, and H, arethe FMRfieldsat the appropriate
geometry of the experiment.

The spin-wave resonance spectra were recorded
perpendicular to the external magnetic field with
respect to the plane of the studied films. For this geom-
etry of the measurements, the resonance field H,, and
the wave vector k, of a standing spin wave are related
by the following expression:

Hy = wly + 4TtM ¢ —nkz, )

where wly is the internal field of a ferromagnet, n =
(2A/My) is the spin-wave stiffness, and A is the
exchange coupling constant. As follows from the spin-
wave resonance spectra (Fig. 2), the exchange bound-
ary conditions for alternating magnetization are real-
ized in the studied films. It is known that, in this case,
the mode number n in the spin wave spectrum and the
wave vector k;, of the standing spin wave are related by
theformulak,=m/d (wheren=1, 2,3, ... anddisthe
film thickness). By using expression (2), the numerical
values of the spin-wave stiffness n were calculated
from the relationship

N = (d/m*(H; —H)/(n’ =n)). €)

The linewidth AH,, of the spin-wave mode was deter-
mined from the difference between the coordinates of
extrema in the curve of the absorption spectrum deriv-
ative.

3. RESULTS

Before proceeding to the experimental results
obtained for the NiygFe,,/Dy; _,Co, bilayer films, we
recall that the NiggFe,, monolayer films 3000 A thick
were also prepared according to the above procedure.
In the subsequent discussion, the magnetic characteris-
tics and the spin-wave resonance spectra of the mono-
layer films will be used as reference data. The number
of peaks observed in the spin-wave resonance spectra
of these samples was greater than 10. The numerical
values of the resonancefields H,, are approximated by a
linear dependence in the H,(n?) coordinates. The slope
of this curve is determined by the spin-wave stiffness
[seerelationship (3)]. For Nig, Fe;o monolayer films, the
calculated spin-wave diffness n is equal to 20 x
1079 Oe cm? The numerical values of the effective
magnetization My and the exchange coupling constant
A are equal to 800 G and 0.8 x 107° erg/cm, respec-
tively. The main magnetic characteristics, which were
calculated for the NiygFe,, aloy, agree with those
obtained by Rusov [3].

PHYSICS OF THE SOLID STATE Vol. 43 No. 8

2001

T O

Fig. 1. A schematic representation of hypothetical local
noncollinear magnetic structures of DyCo amorphous films
and their typica magnetooptical hysteresis loops for (a)
precompensation and (b) postcompensation alloy composi-
tions.

531
(a)

5 321

oy

(b)

10 11 12 13 14
H, kOe

Fig. 2. Spin-wave resonance spectra of NiFe/DyCo bilayer
films with (a) precompensation and (b) postcompensation
hard magnetic layers.

Figure 2 shows the spin-wave resonance absorption
spectra of NiFe/DyCo bilayer films, namely, the
NiggFey o/Dy2C0p g film with a hard magnetic layer of
the precompensation composition (Fig. 2a) and the
NiggFey o/Dyo3C0p 7 film with a hard magnetic layer of
the postcompensation composition (Fig. 2b). Analysis
of these spectra revealed the following features. (1)
The spin-wave modes with odd and even numbers
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Fig. 3. Experimental dispersion dependencesin the Hn(nz) coordinates for NiFe/DyCo bilayer filmswith (a) precompensation and

(b) postcompensation hard magnetic layers.

(n=1, 2, 3, ...) are excited in the samples. (2) The
intensities of even peaks are appreciably lessthan those
of the neighboring odd peaks. (3) The intensities of
even peaks in the spin-wave resonance spectra of
bilayer filmswith ahard magnetic layer of the postcom-
pensation composition (Fig. 2b) are considerably
higher than those of the precompensation composition
(Fig. 28). The numerical values of the linewidth AH, in
the spin wave spectra of these bilayer films aso differ
substantially. The linewidths AH, of the spin-wave res-
onance spectra of the studied films at different thick-
nesses of the permalloy layer and the effective magne-
tizations M; are listed in the table. From these data, it
is seen that the magnetization My; of the bilayer films
only dlightly depends on the chemical composition of
the hard magnetic layer. The deviations of the magneti-
zation from the reference value of M for the Nig gFe, 5
alloy do not exceed 10%. At the same time, the line-
widths AH, of the first mode in the spin-wave reso-
nance spectra for the bilayer films with precompensa-
tion hard magnetic layers are twice (and more) as large
as those for the films with postcompensation DyCo
hard magnetic layers.

Linewidths AH, of the first mode in the spin-wave resonance
spectra and effective magnetizations My; for NiFe/DyCo
bilayer films

Precompensation composition of the DyCo alloy

porameter | NiF€ (1000 A) | NiFe (2000 A) | NiFe (3000 A)
DyCo (700 A) | DyCo (700 A) | DyCo (700 A)

AH4, Oe 150 230 150

Mgt G 724 727 800

Postcompensation composition of the DyCo alloy

parameter | NiF€ (1500 A) | NiFe (3000 A) | NiFe (3000 A)
DyCo (700 A) | DyCo (700 A) | DyCo (700 A)

AH,, Oe 84 96 75

Mg, G 727 810 850
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Figure 3 depicts the experimental dispersion curves
in the H,(n? coordinates for NiFe (3000 A)/DyCo
(700 A) bilayer films with the same layer thicknesses
but different (precompensation (Fig. 3a) or postcom-
pensation (Fig. 3b)) compositions of the hard magnetic
layer. The dashed linein Fig. 3 corresponds to the spin-
wave stiffness n = 20 x 1071° Oe cm?, which was deter-
mined from the last modes in the spin-wave resonance
spectra of these samples according to relationship (3).
It should be noted that the exchange stiffness of bilayer
films, which was calculated from the short-wavelength
part of the spin wave spectrafor both the precompensa
tion and postcompensation alloy compositions of the
hard magnetic layer, coincides with the reference value
of n for the Niy gFe,, monolayer film. However, as can
be seen from Fig. 3, the resonance fields H,, of the first
modes in the spin-wave resonance spectra are charac-
terized by a systematic deviation from the reference
dependence H,(n?). In the case of bilayer films with
precompensation hard magnetic layers, the measured
fields H,, of the first modes in the spectrum exceed the
reference values by oH,, (Fig. 3a). The opposite situa-
tion is observed in the films with postcompensation
hard magnetic layers:. the fields H;, H,, and H; are less
than the reference values (Fig. 3b). It is also seen that
an increase in the mode number n leadsto adecreasein
the magnitude of dH, and, at n =5, dH, — 0.

Asisknown, thedispersion curvesH,(n?), which are
calculated from the spin-wave resonance spectra of fer-
romagnetic films of disordered (amorphous, nanocrys-
talline, etc.) aloys, can exhibit specific features due to
fluctuations of the magnetic parameters, the exchange
interaction a [4], and the saturation magnetization M,
[5]. However, in our case, the feature observed in the
H,(n?) curveiscaused by other factors. (Thisisevident,
in particular, from a comparison of the H,(n? curves
for the studied bilayer films and the H,(n?) curve of the
NiggFey, reference film.) In our opinion, these are the
interlayer exchange interaction and the orientation of

No. 8 2001
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Fig. 4. Configurations of the magnetization vectors and thicknesses dg of effective magnetic layers in NiFe/DyCo bilayer films
with (a) precompensation and (b) postcompensation hard magnetic layers.
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Fig. 5. Dependences of the effective magnetic thickness dg on the spin-wave mode number for NiFe/DyCo bilayer films with
(a) precompensation and (b) postcompensation hard magnetic layers.

the Co sublattice magnetization in DyCo with respect
to the external magnetic field H.

4. DISCUSSION

Let us consider the configuration of the magnetiza-
tion vectors in the NiFe/DyCo bilayer films. For a
bilayer film with the precompensation hard magnetic
layer, the saturation magnetization vectors of the NiFe
ferromagnetic alloy and the Co sublattice of the DyCo
ferrimagnetic alloy are parallel to each other (Fig. 4).
Owing to the exchange interaction between the local
magnetic moments of the NiFe alloy and the local mag-
netic moments of Co atoms located near the interlayer
boundary, the latter moments are involved in the pre-
cession of the net magnetization of the ferromagnetic
layer under the effect of microwave fields. Hence, the
exchange boundary condition for the alternating mag-
netization m (the Kittel condition mj, = 0), which spec-
ifies the node of a standing spin wave, should be metin
a certain effective plane within the hard magnetic layer
rather than at the interface. Thisisequivalent to thedis-
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placement of the standing spin wave node from the
interface inside the Dy,,Coyg hard magnetic aloy
layer. (Thissituationisschematically showninFig. 4a).
Therefore, in relationship (2), the wave vector of the
first modes in the spin wave spectrum should be deter-
mined not from the formula k; = 17d, (where d, is the
thickness of the permalloy film) but from the expres-
sion k; = 1/d; at dg; > dy (Where dg is the thickness of
the effective magnetic layer for a spin wave).

The configuration of the magnetization vectorsin a
bilayer film with the postcompensation hard magnetic
layer is depicted in Fig. 4b (see also Fig. 1b). In this
case, the saturation magnetization vectors of the Co
sublattice and the NiFe ferromagnetic alloy are antipar-
alel. The minimization of the energy (in the case of the
exchange interaction Co ~—— NiFe and the uniaxial
anisotropy of the DyCo hard magnetic layer) resultsin
the formation of a transition layer between NiFe and
DyCo in which spins of 3d metals gradualy turn
through an angle of 1t Then, the Kittel exchange
boundary condition in the interface region is replaced
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= O’
S
where n is the normal to the ferromagnet surface. This
is confirmed by the increase in intensity of even peaks
in the spin-wave resonance spectrum. Note that this
configuration of free surface spinsisrealized in a cer-
tain effective plane inside the NiFe soft magnetic layer.
This means that the thickness of the effective magnetic
layer dg;, which determines the wave vectors of thefirst
spin-wave modes k; = TWdy;), must satisfy the condition
der < dg.

Numerical estimates of dg can be obtained using
the relationship

8H,/(Tm)* = n[da —do71, 4)

which is derived from formulas (2) and (3). The calcu-
lated dependences of the effective magnetic thickness
dss Oon the spin-wave mode number for the studied
bilayer filmswith precompensation and postcompensa
tion hard magnetic layers are shown in Figs. 5aand 5b,
respectively. It can be seen that, as the mode number n
increases (the external magnetic field decreases), dgs =
(dy £ Ad) tends to d,. Since Ad ~ [(A + MH)/K]™°5
(where K isthe effective surface anisotropy constant for
a layer of thickness Ad), a decrease in Ad with a
decrease in the external magnetic field is quite reason-
able. It is aso important that the short-wavelength part
of the spin-wave resonance spectrum depends only
slightly on the type of exchange boundary conditions
involved.

In conclusion, it should be noted that researchers
dealing with the dynamic characteristics of thin metal-
lic ferromagnetic films, apparently, rather frequently
encounter the phenomenon described in the present

by the Amenta—Rado boundary conditions Ba%%
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work. Actually, thin metallic films prepared using dif-
ferent techniques undergo oxidation and, hence, are
coated with ferrimagnetic (antiferromagnetic) oxides
bound to the main ferromagnetic materials of these
films through exchange interaction. For this reason, the
deviations of thefirst peaksin the spin-wave resonance
spectra from the dispersion dependence for spin waves
arefrequently observed. Asarule, thelocations of these
peaks are not included in subsequent analysis of the
spin wave spectrum or their use leadsto incorrect deter-
mination of the exchange coupling constant.
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Abstract—A quantitative theory of magnetic acoustic birefringence in rhombohedral antiferromagnets is
developed. It is shown that acoustic activity and the Faraday effect associated with it are determined by the joint
action of piezomagnetism and magnetostriction. The effect is estimated quantitatively, and the method of exper-
imental determination of the piezomagnetic constant is indicated. The conditions for the transformation of lin-
ear polarization into circular polarization and for the rotation of linear polarization through 90° are determined.
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1. INTRODUCTION

The magnetoel astic (ME) interaction of spin oscilla
tionsand elastic vibrationsin antiferromagnets (AFMs)
changes their elastic moduli [1, 2]. These changes are
described by the dynamic ME contribution ACg to the

effective elastic moduli Coz —> Cg = Cyp + AC,s and
are manifested in various magnetoacoustic effects. For

instance, the symmetric component ACZB of thistensor

isresponsible for the emergence of linear acoustic bire-
fringence (Voigt's effect or the Cotton—Mouton acous-
tic effect) in AFMs due to the difference in the phase
velacities of normal transverse elastic waves[2—4]. The

antisymmetric component ACZB determines the anti-
ferromagnetic (AF) acoustic activity (or AF gyrotropy
of the medium), which isrelated to the circular birefrin-
gence (Faraday’s acoustic effect) associated with the
differenceinthe phase velocities of circularly polarized
waves [2]. In the general case, when both symmetric

(ACqg) and antisymmetric (ACq, ) components of the

moduli AC,g = ACqs + ACy, differ from zero, super-
position of the linear and circular birefringence effects
takes place. As a result, linearly polarized modes are
transformed into elliptically polarized modes and linear
birefringence is converted into elliptical birefringence.

A detailed symmetry analysis of these effects was
carried out by Turov [2, 3], and a quantitative theory of
the Cotton—Mouton effect in AFMs was developed in
[4].

In the present work, the AF acoustic activity of trig-
ona AFMs (a-Fe,O; FeBO;, MnCO,, etc.) and its
influence on the acoustic birefringence effect are ana-

lyzed. In contrast to [2-4], the elastic moduli AC5; and
Acﬁl3 responsible for these effects are calculated using

the coupled equations of ME dynamics (the Landau—
Lifshitz equations and the dynamic elagticity equa
tions). These equations make it possible to derive more
general formulas applicablein awider frequency range.
The main point is that piezomagnetism must be taken
into account along with magnetostriction while calcu-

lating the antisymmetric moduli ACZg. It is the com-
bined action of these effectsthat |eads to the emergence

of the moduli AC§B and, hence, the AF acoustic activ-
ity.

2. EQUILIBRIUM STATE
We consider easy-plane AFMs with the exchange-
type magnetic structure 1(+)3,(+)2,(-) [2] (MnCOs,
FeBO,;, and a-Fe,O; at T > Ty, where T, = 260 K isthe

Morin temperature). We write the thermodynamic
potential density in the form

0 0
® = 2MEHem? = Ho[mi], + 2H 412 = mH[
0 2 0

+Bijlil e + Mijamil ey Q)

+ ANl + %Cijkleljekl'
Here, | = (M;—My,)/2Myand m = (M, + M,)/2M, are
the relative vectors of antiferromagnetism and ferro-
magnetism, respectively; M, isthe magnetization of the
sublattices, [M;| =|M,| =My and, hence, n? +12=1and
ml = 1; H and H are the external and the exchange
fields, respectively (the nonuniform exchange associ-
ated with derivatives d1/0x; is disregarded here as inap-
plicable to the wavelengths under investigation); Hp
and H, are the Dzyaloshinski and magnetic anisotropy

1063-7834/01/4308-1527$21.00 © 2001 MAIK “Nauka/Interperiodica’
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fields, respectively; g; = (u;; + u;;)/2 isthe strain tensor;
U = 0u;/0x;, where u is the elastic displacement; By
and My [2, 5] arethe ME and piezomagnetic constants,
respectively; and C;;y are the elastic moduli.

In Eq. (1), the tensor
Al = 2MoHp{ 3k (8;x01y — 3;,9,)
+0,(0;,0x — 8;x0)) }

describes the renormalization of piezomagnetic con-
stants, which is associated with rotational invariance of
the Dzyaloshinski interaction energy that takes local
rotations of a volume element w;, = (U — U,)/2 into
account [2]. Insignificant renormalizations of the elas-

tic moduli (AC ~ B) and of the ME constants (AB ~
MoH,) associated with wy, are omitted as small correc-
tions.

We assume that the external magnetic field H is
applied in the basal plane. In this case, the equilibrium
vectorsm, ||H and I, O H aso liein this plane. Anisot-
ropy in the basal planeisassumed to befairly weak and
is neglected.

In the subsequent analysis, it is convenient to treat the
direction of theH forming angle ¢, with the binary sym-
metry axis2(-) asanew axis X. Inthiscase, X ||H ||m,,
Y ||1o, and Z || 3, where 3 isthe trigonal axis.

The conditions 0®y/om, = 0 and 0dy/0 eﬂ =0forthe
minimum of the ground-state energy imply that the

equilibrium values of magnetization m, and strain e
can be determined from the equalities

)

_HtH,
My = 2H, (3)
eioj = _Sjkl(Byykl + I_Ixykl mO)’ 4

where $ = ¢ isthe elastic compliance tensor.

It should be noted that Egs. (3) and (4) arewrittenin
the approximation mg < 1>, 12 =1 - m@ = 1 adopted
by us; this approximation isvalid for H, Hy <€ He.

3. AMPLITUDES OF COUPLED STATES

Let us now establish the ME relation between the
amplitudes of spin oscillations and elastic vibrations.
For this purpose, we use the Landau-L ifshitz equations

6

= e 02
YHMam " or B

- i 52
v [ om E

©)
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Here, I =1- loand m = m —m, are the deviations of
these vectors from equilibrium values and y is the mag-
netomechanical ratio.

We assume that the dynamic quantities U, = u;, —
uiok, m; , and I vary according to the law exp[i(kx —
wt)], where w and k are the frequency and the wave
vector of ME waves, respectively. Substituting Eq. (1)
for @ into Eqg. (5), we abtain
VIH A+ (@) -

2meM,(0° — %)

2 .
~ YIH M —i(wly) Ay ~

= "~ 6
m 2M0((L)2—(L)$) uIk ( )

Ix = iks

m, = —mgl,.

Here, W = wapur IS the frequency of the quasi-ferro-
magnetic branch of the AF resonance:

w; = YHy,
Hy = (HiH,)Y = [H(H + Hp) + 2H:HS ™, (7)

Hy = H+Hp, Hp = H+Hp/m,

where
Hme = (€li/Mo)
X [ (Byxik = Byyik) = Mo(Myyix — Myxir)]

is the effective ME spontaneous striction field. The
remaining notation used in Eq. (6) is asfollows:

Aix = 2Byyik + Mo(Myic = Myyin)
Cik = Mp[M i + MoHp (0,04 — 0i40,)] -

(8)

(9)

The high-frequency spin oscillations of m,, I~y, and

I, corresponding to the antiferromagnetic mode with
activation frequency w, > w; are not considered dueto
their relatively weak coupling with elastic deforma-
tions, which does not make a significant contribution to

the elastic moduli (AC (w,) < AC (o)) [1].

4. DYNAMIC ELASTIC MODULI

In the continuum model, the equations of motion for
the elastic displacement u inan AFM havetheform [1,
2]

pu = % T, = a_cD
i ik auki’

0x,’ (10)

where p is the density of the material and T, is the
Piola—Kirchhoff stress tensor [7]. In accordance with
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Egs. (1) and (10), we have

Tik = CipgUpg + B

ikpa™pq pqikl plq
(11)

1
+ [I'I paik + Q(An pqik—AI—I qui)}mplw

Using the ME coupling relations (6) in this expres-
sion and assuming that m, = I, =1, =0, we present the
dynamic component of tensor T in the form

—_ e~
Tik = Ckimnumnv

. (12)
Ckimn = Ckimn + ACkimn'

Here, Cfimn isthetensor of second-order effective elas-

tic moduli and AC is the dynamic contribution to the
elastic moduli associated with the ME interaction of
elastic waves with spin oscillations of the quasi-ferro-
magnetic mode. These moduli can be represented asthe
sum of the symmetric (s) and antisymmetric (a) compo-
nents:

ACkimn = Aciimn+ACEimn’ (13)
2
Hy A A + Hol T
Aciimn — y( 177%i \mn E 2 2kl mn) (14)
2m0M0((.0 _(L)f)
V(AT + T A
Aciimn — le( ki' mn ki mn). (15)

2mMyM(w’ — 0?)

It should be recalled that Egs. (14) and (15) for AC are
written in the rotated reference frame associated with
the direction of field H.

5. NORMAL VIBRATIONAL MODES

We suppose that an elastic displacement wave u =
upexpli (kx — wt)] propagates along the trigonal axis
k ||3]|Z of acrystal at right anglesto the magnetic field
H || mg || X and to the antiferromagnetism vector | || Y.
In this case, the ME contribution to the effective elastic
moduli is described by the tensor AC, ... In the low-fre-

quency range (Y < wrf ), the AC, ,, componentsin Egs.
(13)—<15) have the form

AC44 = _é]_4U S n23¢ H»
ACg = —BwU 00523¢H,
(16)

ACS, = %émugnaqm,

. Wz .
ACY, = —ACE; = I3 1USn30u,
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where the following compact notation for pairs of indi-
cesisused: 1=xx,4=2zy,and5=zx. In Eq. (16), Bus =

B, + my,M); isthe ME constant renormalized in order
to take piezomagnetism into account, U =

aH, I§14/M0 Hf isthe exchange enhancement factor [5],

e = 2yH isthe exchangefrequency, and 1 = (M2, —
HpMy) isthe renormalized piezomagnetic constant that
takes the rotation-invariant theory correction with Hpy

into account. Here, B, and MY are the components of

theinitial tensors B, and M7, of magnetoelastic and
piezomagnetic constants, respectively, in the initia
(unturned) reference frame X,YpZ, with axes X, || 2,
Yo OXg, and Z, || C.

An analysis of the equations of mation (10) together
with Egs. (12) and (16) showsthat for k || 3 || Z, thelon-
gitudina wave u, does not interact with the magnetic
subsystem and splits from the transverse vibrational
modes u, and u,. Consequently, we can put u, = 0. The
propagation of transverse waves can be described more
conveniently if we passto the principal coordinate axes
& and ) in the basal plane:

& = xcosW +ysiny,

. (17)
n = —xsiny + ycosy,

where the angle U determined from the requirement
AC3,, = 0 satisfies the condition

2ACZ,

tan2 = o
a2y = RC.—ac.

= —tan6y,. (18)

The coordinate transformation (17) corresponds to an
additional rotation of the coordinate axes X and'Y about
the Z axisthrough the angle Y = Tp/2 — 3¢, wherepiis

an integer. Conseguently, the & axis forms the angle
¢; = TP/2 — 2¢, with the binary symmetry axis 2.

In the coordinate system &nZ, the equations of
motion (10) written taking into account Egs. (12) and
(16) have the form

(pw’ - Cik*)ug —iAC KU,

(19
IACK’Ug + (pw’ — C,K%)u, = 0,
where
C1=Cuy = Cau—BuU,
C2=Cozm = Ca (20)

AC* = |ACE,| = |acy.

In accordance with Eq. (19), transverse elastic
waves are characterized by two vibrational modes
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with the wave numbers

12 (21)
1 2 1
Vio= %[C1+C21(C1—C2)(l+tan 20))] B ,

where v, , are the phase velocities of acoustic waves
and a isthe angle defined from the equalities

tan2a = 2A,
AC? w N

= —=—8n20,.
C2_C2 szl4 ¢H

N (22)

It followsfrom Eq. (19) that, for AC2= 0, the normal
modes are the vibrations u; and u, linearly polarized
aong the § and n axes: u; || € and u,, ||n. However, the

presence of acoustic activity (of components ACZ, =

-NA\C}) leadsto mixing of these modes. In this case, the

normal vibrations w,, = wngexp[i(k,z— wt)] (n=1, 2)

are connected with u; and u, through the relations
W; = UgCosa +iu,sina,

oo (23)

W, = UgSina —iu,cosa.

It hence followsthat the total displacement is described

by

U = Ug+Uy = Upoexp(idy) + Uypexp(id,,)
Ujg = Wyo(€:Cosa —ig,sina),

Uy = Wy(€sina +ig,cosa), (24)

Wi = UgpCOSO + iUyoSind,
Wy = UgpSINA — iUy COSA,

where ¢, , = Ky ,Z — Wi, Ug = Ug(0) and u,o = u,(0) are
the displacement components at the front face of the
sample, and e; and g, are the unit vectors of the refer-
ence frame along the § and ) axes, respectively.

Thus, the displacement wave u = ug + U, isasuper-
position of two elliptically polarized normal vibrations
u; = uggexp(id,) and u, = u,yexp(id,). The polarization
ellipses lie in the ¢n plane perpendicular to the wave
vector k. The major axis of the ellipse is parallel to the
¢ axis for wave u,; and to the n axis for wave u,. The
ellipticity & and polarization of these normal modes are
characterized by the quantity tana = A (JA| < 1) from
Eqg. (22):

Uﬁ[l = Hﬁ[l = =
EUED mnmz i tana A, 25

€ = [tanal = |Al;

MIRSAEV

this quantity has a maximum value when the magnetic
field H is oriented at the angle ¢, = T0/6 to the symme-
try axis 2.

6. FARADAY EFFECT FOR ELLIPTIC
VIBRATIONAL MODES

Let us now determine the ellipticity and rotation of
the polarization vector of theresultant waveu = ug + uy,

which are associated with the AF corrections AC =

AC® + AC? to the effective elastic moduli. We suppose
that a transverse wave at the entrance (z = 0) has a
polarization u, forming an angle ¢, with the & axis.
Taking into account Eq. (23), elastic vibrations ug and
U, can be written in the form

Us = Recos(wt-06,), 26)
U, = R,cos(wt—0,).

Here, R; and R, are the amplitudes of acoustic vibra-
tions given by

Re = UgCosdycos2asin(Akz/2) cosec®, )
R, = UpSing,cos2asin(Akz/2) cosec®,,

where Ak = k; — k, and the angles @, and @, are deter-
mined from the relations

cos2a cot(Akz/2) — tand,sin2a] (28
cos2a[ cot(Akz/2) + cotdp,sin2a] .

tan®,

tan®,

The effect of antisymmetric moduli AC® on the
wave velocity v, , in Eq. (21) is manifested only in the
quadratic approximation through the parameter |A| < 1
given by Eq. (22) and can be disregarded in the first
approximation. In this case, the difference in the wave
numbers is defined as

Bu
2Cy,

The phases of vibrations (26) can be calculated
using the formulas

0, = @+ (k, +k;)Z/2,
92 = _CDZ + (kl + k2)2/2

Owing to the phase shift A8 = 8, — 6, between vibra-
tions u; and uy, the tip of the resultant displacement
vector u(z, t) = ug + u, a the exit (z = d) describes an

elipse[8]. Themgjor axisof thisellipseformsan angle
¢ with the § axis, where ¢ is defined by the formula

Ak = ky—=2U, k, = w(p/Cyu)™ (29)

(30)

2R:R cos(6, -6
tan2¢ = 2ReRa00s(81-8) (3)
RE - Rn
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while the lengths of the semimajor and semiminor axes
of the ellipse are

/\/é 2 2
r»=>{R+R
1,2 2 3 n (32)
+[(RE+ R} — ARERZsin?(8, - 0,)] 1 .
Theintensities of elastic waves at the exit (z= d) polar-
ized parallel (I)) and perpendicular (I) to the initial
polarization u, are defined as

_ 2
Iy = Up—Ip, (33)

I, = ud = u3(sin®2¢, + sin’2a cos’ 2¢ ) sin“ (Akd/2),

where Uy isthe amplitude of the wave polarized orthog-
onal to uj,.

Let us now consider the case when an elastic wave
U, is polarized at the entrance (z = 0) along the & axis
(9o =0) or them axis (¢, = 172). Taking into account the
relation |a| = JA| < 1in Egs. (31) and (32), wefind that
the angle of inclination of the ellipse in this case is
defined as

¢ = AsinAkd, (34)
while the ellipticity is given by
€ = r1,/r, = 2|Alsin’(Akd/2). (35)

The amplitude of the wave polarized perpendicular
to Uy is defined, in accordance with Eqg. (33), by the
relation

Us = 2ug/Asin(Akd/2)]. (36)

Formulas (34) and (35) are completely identical to the
corresponding expressions employed in optics [9]. It
follows hence that, in this case, the effect of Faraday
rotation of the polarization vector (major axis of the
ellipse) and dllipticity are due to the superimposition of

acoustic activity (AC® # 0) on the linear birefringence
(AC° 20).

7. COTTON-MOUTON EFFECT
IN ANTIFERROMAGNETS

Linear birefringence can be observed in pure form
for the orientation of the magnetic field H at an angle
¢ = /3 (pisaninteger) to the binary symmetry axis 2.
Inthiscase, AC?= |AC§4| =0in Eq. (16) and, in accor-
dance with Eq. (19), the normal vibrations are u; || &
and u, [|m. Thesevibrationsarelinearly polarized at the
entrance along the principal axes & and n which coin-
cidewiththeaxes X ||[H and || I, respectively (§ || X,
n ||Y). The wave of the total displacement u = u; + uj
at the exit (z=d) is again polarized elliptically. Taking
into account that Re = cosd,, R, = sind,, and 8, — 8, =
Akzin Egs. (31) and (32), we obtain the angle of incli-
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nation ¢ and the length of the semiaxes ry , of this
elipse:

tan2¢ = tan2¢,cosAkd, (37)
7
f, = uoé/_{li(l—sinZZq)osinzAkd)m} " (39

We now apply Egs. (37) and (38) to specific cases.

(1) If awaveis polarized at the entrance along the §
orn axis(¢,=0o0r ¢,=T102), it becomeslinearly polar-
ized at the exit, preserving itsinitial direction of polar-
ization.

(2) A linearly polarized wave entering the crystal at
an arbitrary angle ¢, remains linearly polarized at the
exit if the following condition is fulfilled:

|Akd| = (2p + D)1t (p isan integer). (39)
Inthiscase, therotation of vector u(d) relativetoitsini-
tial direction u, formstheangle Ap = ¢ — ¢y = -2, (to
within +1). In particular, for ¢, = 174, the rotation of
linear polarization amounts to 90°.

(3) Let us now suppose that u, is directed along the
bisector of the angle between & and n (¢, = 14). In

accordance with Egs. (37) and (38), the polarization
becomes elliptical:

Uo| cos(Akd/2)|,

M

. (40)
r, = Ug|sin(Akd/2)|.
The dllipticity is thus given by
€ = (ry/ry) = |tan(Akd/2)|. (41)

Here, an interesting specia case can take place when
polarization becomes circular. Indeed, for

IAkd) = (2p + 1)1U2, 42)
we obtain r; = r, = Uy+/2/2, € = 1 from Egs. (40) and
(41).

8. DISCUSSION OF RESULTS

The acoustic activity of rhombohedral AFMs with
k ||3 || Z is associated with the antisymmetric elastic

moduli ACZ, = -AC5s determined by the ME interac-

tion. These components lead to mixing of various elas-
tic modes of vibrations and conversion of linearly
polarized acoustic modes into elliptically polarized
modes, while linear birefringence is transformed into
elliptical birefringence. The axes of the ellipse are
rotated during wave propagation, which is manifested
as the Faraday rotation of the wave polarization vector.
In contrast to circular birefringence, for which the Fara-
day angle ¢ = Akd/2increases linearly without limit
with the distance d traversed by the wave, for eliptic
polarization, it is an oscillating function of d in accor-
dance with Eq. (34) and does not exceed |A| given by
Eqg. (22). It was mentioned above that in this case, the
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linear and circular birefringence effects are superim-
posed: thefirst factors (A) in Egs. (34)—(36) are associ-
ated with acoustic activity (antisymmetric components

AC?), while the second factors are connected with lin-

ear birefringence (symmetric components AC®).

Since the Faraday angle ¢, elipticity €, and ampli-
tude u; are bounded by the parameter A O wwe =
w/2yHg, AFMs with a wesaker exchange field Hg are
preferable for experimental investigations of elliptic
birefringence associated with acoustic activity. In this
respect, manganese carbonate MnCO; with Hg = 3.2 x
10° Oeisthe most favorable material [5]. For thismate-
rial, the value of the quantity A liesin theinterval 10°—
102 (for the sound frequency wy2m = 108-10%° Hz),

¢y = 106, and M/B1s = 1. For AFMs with a stronger
exchange field, such as FeBO; (Hg = 2.86 x 10° Oe
[10]) and a-Fe,0O; (He = 9.2 x 106 Oe[1]), parameter A
is an order of magnitude higher.

It should be noted that the equality M/Buw = 1 is
approximate and is used in view of the absence of

experimental data on the piezomagnetic constant 1.
The latter can be determined from Eq. (22) after estab-
lishing the experimental value of parameter A from the
measurements of the Faraday angle in Eq. (34) or
amplitude ug in Eq. (36) in the case when the external
magnetic field H is oriented at an angle ¢, = TV6.

Finally, the important cases of conversion of linear
polarization into circular polarization and the rotation
of linear polarization through 90° require the fulfill-
ment of equalities (42) and (39), respectively, which
can be achieved by varying the value of d or H. For
example, in the case of FeBO; for which M, = 506 G,

He = 2.86 x 10° Oe, Hp = 9.93 x 10 Oe, 2HH®, =

4.25 x 106 Og, B2, = 1.41 x 107 erg/cmd, C,, = 9.2 x

10" erg/cm?®, and p = 4.28 g/cm?[10], we find that con-
dition (42) for circular polarization holdsfor d =1 mm
if the sound frequency w/2m = 200 MHz and the field
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H= 4 kOe. For weaker fields H, the vaue of d
decreases; in particular, d = 0.1 mm for H = 400 Oe.
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Abstract—The magnetostriction of Prg¢Cag 4MNO3 and Prg g5Cag 25510 57MNO; manganite crystalsis investi-
gated in pulsed magnetic fields up to 250 kOe. Thefield-induced phase transitions from the charge-ordered anti-
ferromagnetic (paramagnetic) state to the metallic ferromagnetic state are studied. It is found that these transi-
tions are accompanied by abrupt negative jumps in the longitudinal and transverse magnetostrictions and a
strong hysteresis at low temperatures. The threshold fields of transitions are determined, and the H-T phase dia-
grams are constructed. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Considerable interest expressed by researchers in
manganites of the R, _,A,MnO; (R is a rare-earth ion

and A is Ca?* or Sr?* ion) system is stimulated by the
unusual interrelation between their magnetic, kinetic,
and structural properties. These are the giant magne-
toresistance effect and many other interesting phenom-
enaassociated, for example, with the charge and orbital
ordering and its strong dependence on the externa
magnetic field (see, for example, the review by Tokura
and Tomioka [1]). The charge ordering of Mn®* and
Mn* ions, as a rule, occurs in manganites with a dis-
torted perovskite structure (i.e., at asmall tolerancefac-
tor) and a narrow conduction band and is more pro-
nounced, for example, in the Pr; _,CaMnO; system in
the range 0.3 < x < 0.75 [2]. As the temperature
decreases, manganites in this system undergo a charge
and orbital ordering at To ~ 220240 K, an antiferro-
magnetic ordering at the Néel temperature Ty, ~ 150—
170 K, and a transition to the noncollinear (canted)
state with a nonzero ferromagnetic moment at lower
temperatures [2, 3]. Moreover, these manganites pos-
sess semiconductor properties over the entire tempera-
ture range, unlike manganites in the classical system
La _,Sr,MnQO;, in which, at x > 0.16, the crossover
from a semiconductor-type to metalic conductivity
(the dielectric-metal spontaneous transition) is
observed at the ferromagnetic ordering temperature [4].
A similar dielectric-metal transition can also be
induced in Pr; _,CaMnO;in astrong magnetic field [3,
5, 6], whichisattended by the suppression of the charge

ordering, a drastic stepwise decrease in the electrica
resistivity (by afactor of 10'°in some compounds[7]),
and ajump in the magnetization. The threshold field of
the dielectric-metal transition is maximum for the
compound with x = 0.5; its magnitude is approximately
equal to 25 T at atemperature of ~4 K and monotoni-
cally decreases to zero as the temperature increases to
T =T [6]. A decreasein the concentration resultsin a
substantial decrease in the threshold field of the dielec-
tric—metal transition at low temperatures and its non-
monotonic temperature dependence at x < 0.4 (i.e,, this
field first increases with an increase in the temperature
and then becomes zero at T [1, 3, 6]). The phase tran-
sition is also accompanied by strong magnetoelastic
anomalies, which manifest themselvesin the magneto-
striction jumps observed in Pr; _,CaMnO; at x = 0.33
(polycrystals) [7] and x = 0.45 (singlecrystals) [6]. This
indicates astrong coupling of the crystal latticewith the
magnetic and el ectronic subsystems, which can be use-
ful in studying the field-induced phase transitions and
specific features of the interaction between different
subsystems in these compounds.

In the present work, we investigated anomalies in
the magnetoelastic properties of PrycCay,MnO; and
Pro 65Cag 23Srp i7MNO;5 single crystals upon dielectric—
metal phase transitions induced by a magnetic field.
The results obtained were used for the construction of
the H-T phase diagrams. The choice of the latter com-
pound, which is characterized by alower degree of dis-
tortion of the perovskite structure, was madefor thefol-
lowing reasons. It is expedient to enhance considerably
the tendency to transition to the metallic ferromagnetic

1063-7834/01/4308-1533%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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phase. This leads to a decrease in the field of the
induced phase transition and makesit possible to eluci-
date the behavior of this system virtually on the verge
of ametal—dielectric spontaneoustransition. The occur-
rence of thistransition is confirmed by recent investiga-
tions of the magnetic and kinetic properties and neutron
diffraction in (PrCaSr)MnQO; [8, 9].

2. EXPERIMENTAL TECHNIQUE

Single crystals of the compositions under investiga-
tion were grown by zone melting with optical heating.
The magnetostriction was measured with a piezoelec-
tric quartz sensor at temperatures of 10-300K in
pulsed magnetic fields up to 250 kOe (with a pulse
duration of an order of 20 ms). In addition to the mag-
netostriction investigations, the magnetization M(T, H)
and theresistivity p(T, H) were measured in static mag-
netic fieldsH < 13 kOe at T = 4.2-300 K.

3. RESULTS AND DISCUSSION

3.1. The temperature dependences of the resistivity
in azero magnetic field and the magnetization in afield
of 10 kOefor the Pry ;Ca, ,MNO; crystal are depictedin
Fig. 1. Asis clearly seen from this figure, the crystal
undergoes phase transitions to the charge-ordered state

(§)
10 —
3 t Tco
- Ha
104k
: \
A \
E \ 20
g E 3
Q K \ %
G 102k \ -
S L S
i 13
10
- H=10KOe
: . . 2
0 100 200 300

T,K

Fig. 1. Temperature dependences of theresistivity measured
in azero magnetic field (left axis) and the magnetization in
afield of 10 kOe (right axis) for the Prg gCay 4MnO3 crystal
upon cooling and heating. Vertical arrows indicate the Néel
point and the charge ordering temperature.
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at Teo = 240 K and to the antiferromagnetic state at
Ty =170 K. The charge and antiferromagnetic ordering
at these temperatures was revealed by Jirak et al. [2].
According to Tomioka et al. [3], the observed increase
in the magnetization in the low-temperature range is
associated with the transition to the canted anti-
ferromagnetic state; however, the crystal remains an
insulator.

Similar dependences p(T, H) and M(T, H) were
obtained for the PrysCag 2550 yMNO; crystal (Teo =
210K and Ty = 160 K) (Fig. 2). Note that the cooling
of thiscrystal in afield of 10 kOe leadsto thetransition
from the antiferromagnetic charge-ordered state to the
ferromagnetic state in the low-temperature range, in
which the resistivity decreases drastically (Fig. 2) and
the magnetization increases as compared to that of the
sample cooled in azero field. The doping with Sr?* ions
in these compounds results in an increase in the toler-
ance factor, which enhances the tendency toward the
transition to the ferromagnetic state and, thus, sup-
presses the charge ordering [8, 9].

3.2. Let usnow consider the results of investigations
into the magnetoelastic properties of praseodymium
manganite crystals upon insulator—-metal phase transi-
tionsinduced by pulsed magnetic fields.

7
r 10 kOe . ZFC
106 FC
16
15
10°E o
5t :
a 1#E
a L =
13
10k
12
H=25k0e 11
100 1 1 1
0 100 200 300

T,K

Fig. 2. Temperature dependences of theresistivity measured
upon cooling in a zero magnetic field and at 10 kOe (left
axis) and the magnetization in afield of 2.5 kOe (right axis)
for the Prq g5Cag 2SI 07MN0O3 crystal.
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Figure 3 shows the field dependences of the longitu-
dinal and transverse magnetostrictions of the
ProsCa4sMnO; crystal, which, as was noted above,
undergoes antiferromagnetic and charge ordering at
170 and 240 K, respectively. It is seen that the longitu-
dinal and transverse magnetostrictions at temperatures
below the charge ordering point exhibit jumps in suffi-
ciently strong magnetic fields. These jumps can be
attributed to the first-order phase transitions from the
antiferromagnetic charge-ordered state to the ferro-
magnetic metallic state, which are accompanied by
suppression of the charge ordering. At low tempera-
tures, these transitions are characterized by a consider-
ablefidd hysteresis. For example, at T= 10K, the mag-
netostrictions A and A, retain their high-field magni-
tudes with a decrease in the magnetic field to zero and
only then relax to their initial values. Most likely, this
effect has a dynamic nature and can be caused by the
time delay of the measured strains with respect to the
field. However, asthe temperatureincreases, the hyster-
esis substantially decreases and approaches a value of
~20 kOe, which was obtained by static measurements
of the conductivity [3]. It should be noted that the
jumps in the longitudinal and transverse magnetostric-
tionsareidentical in sign. Thisindicates aconsiderable
volume magnetostriction (Ay = A+ 2Ag ~—1.8 x 107).
As the charge ordering temperature is approached, the
magnetostriction jumps decrease, become less pro-
nounced, and disappear at T = T.

Reasoning from the experimental field dependences
of the magnetostriction, we determined the critical
fields of the phase transitions and constructed the H-T
phase diagram for the Pry¢Ca,,MNnO; compound
(Fig. 43). The characteristic features of thisdiagram are
an increase in the field of the phase transition with an
increase in temperature and a rather large region of the
coexistence of two phases which is responsible for the
pronounced hysteresis upon phase transition. Near the
charge ordering point T, the threshold field increases
more slowly, then beginsto decrease, and becomes zero
at T = To. Unfortunately, the threshold fields near Tq
are difficult to determine with sufficient reliability due
to smearing of the field dependences of the magneto-
striction. However, Tomioka et al. [3] studied the con-
ductivity of Pr; _,CaMnO;in static magnetic fieldsand
observed asimilar behavior of the threshold field in the
vicinity of T [3]. By and large, the results obtained in
[3] are in good agreement with the phase diagram
obtained from our magnetostriction measurements in
pulsed fields. A small difference is observed for the
boundary of the ferromagnetic metallic phase at low
temperatures (the lower line in Fig. 4a), which reaches
zero field at a finite temperature in our case and at
T— 0in[3]. Aswas aready mentioned, this can be
explained by the manifestation of relaxation processes
in the course of measurements in pulsed magnetic
fields.
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Fig. 3. Dependences of (a) longitudinal and (b) transverse
magnetostrictions on the magnetic field for the
Prg.6Cag.4MnO5 crystal.

A similar behavior of the magnetostrictionin amag-
netic field is observed for the PrygsCag 255t ;M NO;
singlecrystal (T, = 160K and Too = 210K) (Fig. 5). In
this case, the field dependence of the magnetostriction
also exhibits negative jumpsin A and A due to the sup-
pression of the charge ordering upon phase transition.
At the same time, the magnetostriction of this com-
pound at low temperatures shows specific features
associated with a lower stability of charge ordering
againgt the phase transition to the ferromagnetic metal -
lic state in an external magnetic field. At T < 60 K, the
high-field ferromagnetic metallic state remains stable
after removal of the external magnetic field. This man-
ifests itself in the fact that the initial behavior of the
magnetostriction with a negative jump is not repro-
duced in subsequent measurements and the magneto-
gtriction in an external magnetic field is positive. Actu-
ally, this means that both phases can coexist at low tem-
peratures and the real state of the crystal essentially
depends on its prehistory. Consequently, when the sys-
tem in a strong magnetic field undergoes a crossover
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Fig. 4. H—T phase diagrams obtained from the dependences
Aj(H, T) (squares and circles) and Ap(H, T) (triangles) for
the (a) PrpgCagsMnO3 and (b) PrggesCag 28S0.07MNO3
crystals. Designations:. F/M is the ferromagnetic metallic
state, AF/CO is the antiferromagnetic charge-ordered state,
P/CO is the paramagnetic charge-ordered state, and P/l is
the paramagnetic nonmetallic state.

from the antiferromagnetic charge-ordered state to the
ferromagnetic metallic stateat T < 60 K, theinitial state
can be regained only after heating of the sampleto tem-
peratures above 90-100 K in azero magnetic field. This
behavior of the magnetostriction agrees well with
observations of the magnetization and conductivity of
this compound in static magnetic fields, according to
which itsinitial state can also be restored by heating of
the sample to 90-100 K. As for the PryCa, ,MNnO4
compound, the jumps in the magnetostriction at high
temperatures are observed with an increase and a
decreasein the magnetic field, which indicates arevers-
ible transition and a decrease in the hysteresis.

The H-T phase diagram constructed from the field
dependences of the  magnetostriction  for
Pro.65C80.28Sr0.07MNO3 is shown in Fig. 4b. For the most
part, this diagram correlates with that for
ProsCaysMnO;. The distinctive feature of this phase
diagram is that the field of the thermodynamic phase
transition in PrysCay0Sr00;MNO; is very weak and,
possibly, becomes zero at low temperatures. This indi-
cates the occurrence of a spontaneous transition from
the charge-ordered state to the ferromagnetic metallic
state. It should be noted that a similar H-T phase dia-
gram was obtained for Pr,,Ca,sMnO; [3].
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Fig. 5. Dependences of the longitudinal and transverse
magnetostrictions on the magnetic field for the
Pro.65C80.28510,07MNO3 crystal.

The temperature dependences of the magnetostric-
tion of the PrysCa, ,MNnO; crystal at a fixed magnetic
field H = 120 kOe are depicted in Fig. 6. It can be seen
that the temperature dependence of the transverse mag-
netostriction exhibits asmall anomaly in the vicinity of
the antiferromagnetic ordering point and the change of
sign in the paramagnetic range. Analysis of the longitu-
dinal magnetostriction demonstratesthat the magnitude
of induced strains monotonically decreases as the
charge ordering temperature T is approached and no
noticeable anomalies occur at the Néel point Ty. This
suggests that the crystal deformation is caused by sup-
pression, predominantly, of the charge (orbital) order-
ing and, to a lesser extent, of the antiferromagnetic
ordering. Above the charge ordering temperature, the
induced magnetostriction is virtually absent.

3.3. Now, we discuss the mechanism of the phase
transitions observed in magnetic fields. It can be
assumed that this mechanism is governed by a strong
dependence of the exchange interaction on the orbital
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lTbo

H =120kOe

1 1
0 100 200 300
T,K

Fig. 6. Temperature dependences of the magnetostriction
for the Prg gCag 4MnO; crysta in a fixed magnetic field of
120 kOe.

and charge ordering in the system. Thisis confirmed by
the considerable magnetization anomaly observed at
the charge (orbital) ordering point (Figs. 1, 2). Specifi-
cally, asubstantial decreasein the magnetization below
the T temperature indicates suppression of the ferro-
magnetic exchange and enhancement of the antiferro-
magnetic interaction in the manganese subsystem. In
actual fact, this implies that the Curie paramagnetic
temperature © and the Curie constant C (in the expres-
sion for the paramagnetic susceptibility x = C/(T — ©))
depend on the order parameter characterizing the
charge and orbital ordering. A change in the C constant
a the Ty point can mean a change in the number of
manganese ions forming magnetic clusters that deter-
mine the effective magnetic moment in the Curie-
Weiss law. Hence, it follows that the suppression of the
charge ordering immediately produces a gain in the
Zeeman energy and should be accompanied by an
increase (ajump) in the magnetization evenin the para-
magnetic phase at T < T¢o. The above assumption is
also confirmed by the considerable volume magneto-
striction observed in the magnetic fields, which is usu-
aly explained by the dependence of the exchangeinter-
action on the interatomic distance. Note that the
induced magnetostriction of PryzCa,,MnO; is appre-
ciably higher than that of PrygsCay25Sr0yMNO;. To a
certain measure, this reflects the degree of local distor-
tions that occur in the charge-ordered (orbitally
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ordered) state and disappear upon transition of the sys-
tem to the ferromagnetic metalic state, which is
attended by delocalization of the g, electrons and an
increase in the double exchange.

The behavior of the magnetostriction upon phase
transitions in the studied crystals is in good agreement
with the data obtained by de Teresaet al. [10], who aso
observed a negative volume magnetostriction upon
similar field-induced transitions in Pryg;Cay33MNO4
polycrystals.

4. CONCLUSION

Thus, the performed investigation of the substituted
praseodymium manganites revealed clear correlations
between their electrical, magnetic, and magnetostric-
tion properties due to strong spin—charge-attice cou-
pling. These correlations make it possible to study effi-
ciently various phase transformations of these com-
pounds in magnetic fields on the basis of anomaliesin
their magnetoelastic properties.
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Abstract—The domain structure of an antiferromagnet whose magnetic-symmetry group contains a center of
antisymmetry is studied theoretically. The magnetoel ectric effect and weak ferromagnetism are shown to coex-
ist in a domain wall. It is established that when the inhomogeneous magnetic moment interacts with a suffi-
ciently strong magnetic field H || C5, amultidomain state with an odd number of 180° domain walls becomes
energetically favorable. The critical field for the transition from a single-domain state to a multidomain stateis
found. It is shown that domain reversal occurs when the magnetic field H is reversed. © 2001 MAIK

“ Nauka/lInterperiodica” .

Antiferromagnetic ordering can cause a crysta to
cease to be invariant under time reversal. In this case,
the center of symmetry | of the crystal-symmetry group
becomes a center of antisymmetry |-; that is, below the
Néel temperature, the crystal possesses a centroanti-
symmetric (CAS) structure. Since the symmetry ele-
ment |~ interchanges the magnetic sublattices with one
another, the free energy can contain invariants linear in
the ferromagnetism vector m, antiferromagnetism vec-
tor I, and their first-order spatia derivatives, such as
lomgp, and m,0lg/ar,; this leads to additional interac-
tions[1, 2]. The term I;mgp, (p is the electric polariza-
tion) isresponsible for the linear magnetoel ectric (ME)
effect discovered by Astrov [3]. Shavrov [2] analyzed
the possible occurrence of the ME effect in various
types of antiferromagnetic structures and cal culated the
spectrum of spin waves with allowance for the ME
interaction. In [4-6], it was shown that the ME interac-
tion drastically affects the acoustic and other dynamic
properties of magnetoel ectrics. Inhomogeneous invari-
antslead to the occurrence of avariety of antiferromag-
netic structures. helicoidal structures [7] and long-
wavelength and modul ated magnetic structures [8-10].
The early studies of domain-wall structures in CAS
antiferromagnets were performed by Farztdinov [11],
who showed that 180° domain walls can be of two
types, parallel (S;) and perpendicular (S) to the sym-
metry axis C; of the crystal. The CAS antiferromagnets
are of interest because the parameters of their domain
structure can be varied by using both magnetic and
electric fields. In this paper, wetheoretically investigate
the domain structure of CA S antiferromagnetsin exter-
nal magnetic and electric fields with allowance for the
invariants indicated above. It is shown that the linear
inhomogeneous exchange interaction mal/dz radically
alters the properties of the domain structure of a CAS
antiferromagnet in amagnetic field H || Cs.

As an example of a magnetoelectric medium, we
consider CAS antiferromagnets with a magnetic sym-

metry 32,1 [4], in particular, Cr,O,, which is a two-
sublattice antiferromagnet of the easy-axis type. We
will describe an antiferromagnet in terms of dimension-
lessvectors of ferromagnetismm = (M, + M ,)/2M, and
antiferromagnetism | = (M; — M,)/2M, (M, = [M,| =
Mo, where M 1, M, are the subl atti ce magneti zation vec-
tors) and electric polarization p.

The free energy density istaken in the form
F=Fn+Fmp+Fp

which includes the magnetic, magnetoelectric, and

electric-polarization energies. In the case of ml =0 and

m? + 12 = 1, these energies can be written as[2, 5, 11]
dl 1

_ 1097  pm? s Lam?+ a2+ 12
F.= ZAQ)xiD +Dmaz+28m +2a(lx+ly)

1

2
+§a1(I§+I§) —2M,mH,

Frop = —2MgYijlim; py,

1 1
Fp = 5K5 (Px+ Py) + 5K, P, —PE.

Here, B ~ 4M2x! is the homogeneous exchange con-
stant; x is the transverse antiferromagnetic susceptibil-
ity; A~ Ba) and D ~ Ba, are the quadratic and linear
inhomogeneous exchange constants, respectively; a; is
the crystal lattice parameter; a and a, are the magnetic
anisotropy constants; H isan externa magnetic field; y
isthe ME interaction tensor; K5 and K, are components
of the electric polarizability tensor; and E isthe electric
field. In the expression for F,,, we neglected the inho-
mogeneous-exchange anisotropy and the six-order
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anisotropy constants as they are insignificant in the
phenomena under study.

Minimizing the free energy with respect to p and m
in the case of H < Hg = B/4M,,, we obtain

LR

o )2 =(H +H )7 1)

- B -5

+ QX[(H +H
1 1 2
+ éa(|§+ 15) + §a1(|§+ 1),

Here,

= [(yaly + Vsl ) Ex + V1l 4Ey, Vil XEx
+ (V3Iz—Y1 WEy Yo(Edly + Eyly) —YoE,l,],
wherey; are the ME interaction constants [5].
The magnetization vector in this caseis given by

M = X[H+Hp—(H+Hp,I)I— D al}

2My0z]’ 2

As can be seen from Eq. (2), CAS antiferromagnet
has a week ferromagnetic moment even in zero fields
(H = E = 0) in the case of an inhomogeneous distribu-
tion of the antiferromagnetism vector |. Therefore, in
contrast to the homogeneous state, in which the ME
effect and weak ferromagnetism cannot coexist [2], this
does not occur in an inhomogeneous state. An inhomo-
geneous| distribution along the z axis takes place if the
crystal has a domain structure with domain walls
(DWs) perpendicular to the symmetry axis C;. The
magnetization has a maximum in the region where the
gradient of | is maximum, i.e., in the transition layer
between two adjacent domains. The presence of an
inhomogeneous weak ferromagnetic moment in transi-
tion layers can lead to unusual behavior of the domain
structure of CAS antiferromagnets in an external mag-
netic field. Before investigating the characteristics of
the domain structure, we discuss the possible coexist-
ence of centrosymmetric phasesin fieldsH ||E ||z By
minimizing expression (1) in the case of a homoge-
neous state, we find that if

a—-xH’-afx‘E*+2a,EH >0, 3)

then the phase with ® = kit (k= 0, 1, 2, ...) is stable,
where 0 is the polar angle of vector | determined from
the z axis. In Eq. (3), the plus sign corresponds to the
gstatel 11 H||z(k=2n,n=0,1, 2, ...) and the minus
sign correspondstothel 11 H state(k=2n+ 1). These
states have the same energy. The regions of stability of
phases| 11 H and | 11 H can overlap. In the region
wherethe conditionsfor stability of different phasesare
fulfilled, a 180° domain structure can exist.
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In the case of E = 0, another centrosymmetric phase
with 8 = (2k + )12 | O H existsif

a—xH*+2a,<0.

When a; < 0, the regions of stability of stateswith| ||z
and | O zoverlap. Inthiscase, asiswell known, the sub-

latticesflop over at H=H_.= ./(a+ a,)/x (E=0); that
is, the vector | || z flops over into the basal plane, this
process being a first-order phase transition. According
to[12], the spin-flop reorientation of | in Cr,O5isafirst-
order transition. For this reason, the fourth-order
anisotropy constant a; is taken to be negative in what
follows.

Now, we will investigate the inhomogeneous states
infieldsH 11 E ||z Aninhomogeneity is taken to be a
planar DW separating two phases (domains) with oppo-
sitely directed |. The DW width is assumed to be much
smaller than the widths of the domains. We will inves-

tigate the characteristics of S; DWSs perpendicular to
the C; axis.

From Eq. (1), it followsthat the energy density of an
S5 DW hasthe form

F= I g0 -0,

4
29(8) = (a* +20HECosH + a} sin’0)sin’, @

0,(8) = (D/2Hg)(H —yK,EcosB)sing,

where A* = A(1—p?), u = D//BA isthe dimensionless
inhomogeneous linear exchange constant, o) =
YoK X/2M, is the longitudina component of the ME
susceptibility tensor, and

a* =a-xH’-a{x'E?, af = a;+ajx'E.

Equation (4) differs from the expression found for
the energy density of centrosymmetric antiferromag-
nets. First, the exchange constant is renormalized by
the inhomogeneous exchange which is linear in dl/0z.
Second, the energy density has an additional term
0,(0)6,, which describes the interaction energy
between the inhomogeneous magnetization M and the
fields H and E in the DW volume. The case of A* <0
corresponds to a modul ated magnetic structure [10]. In
what follows, we assume that 0 < p < 1 and, hence,
A* > 0.

A solution to the Euler equation for the problem in
guestion,

Ax== 298 - o (5)
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Fig. 1. Dependence of the energy of an SZD domain wall on

the magnetic field for g = 0.5, e = 0, and different values of
K: (1) 0, (2 0.1, (3) 0.5,and (4) 0.9.

MJ(XD2MoD)

1.0,

z/A

Fig. 2. Dependence of the contribution from the invariant
mol/0z to the magnetization on the coordinate ZA (A =

JA*I|a|) for a*/lay| = (1) 2, (2) 1.25, and (3) 1.01.

with boundary conditions 6(—o) = 6() = 11 and
0, (x») = 0 hasthe form
0
z_ de
e} _[ . A/ 2 2 2 2 2
28N0A(q°—€")cos 8 + 2ehcosb + 1-h"—q
(6)

Here, q2 = a]_/a, e= ('_X”E/XHa, h= H/Ha, Ha: /a/X , and
0=41— u2 isthe characteristic DW widthinaCAS

KHALFINA et al.

antiferromagnet, with &, = ./A/a being the DW width
in a centrosymmetric antiferromagnet.

From Egs. (4) and (6), the DW energy isfound to be

Ew— «/Aa(f —2ph), )
2“((1 = )[(q —¢ +eh)J/1—-(h- e
+(q°—e’—eh)J/1—(h+¢€?)

L (A-h—g’+e&) ¢ ®)

< 1nal(e’ =€) [1—(h—e)] +q2-e2+eh}_
J@?-)1-(h+e) —¢’+& +eh

Equations (2)—(8) are derived without regard for the
magnetostatic interaction. The magnetostatic energy of

the S5 DW is

AE,, = 2nJ'M§dz.

For He > 41iM,, which is easily satisfied in antiferro-
magnets (X ~ 10-3), the magnetostatic energy is much
smaller than the total energy and its influence on the
8(2) dependence is negligible. Indeed, for H = E = 0,
a,=0,and0< u<0.9,wehave

AE,, _
|AEy

141‘[MO
~ 3 He |1 p? 41 u|

Here, AE, = EW - EW (u = 0) < 0isthe contribution

(9)

from the invariant m(dl/dz) to the DW energy; EE\, (n=
0) = Ely, where Ey} is the energy of the Sf DW. The

negative values of AE,, indicate that the S; DW does
not become energetically unfavorable in comparison

with the §; DW due to its inhomogeneous linear

exchange being present in awide range of parameter ;
this contradicts what was believed earlier [11].

The results of numerical calculations using Eq. (7)
are presented in Fig. 1 for an inhomogeneous exchange
constant and magnetic field varied in wide ranges. The
magnetic-field dependence of the DW energy is trans-
formed to alinear dependence with increasing W4, which
is due to the longitudinal component of the DW mag-
netization M, = —x(D/2My)(0l,/0z) for H = E = 0.
For 2M, ~ 10%-10° G and D/Bd ~ 102-102, we have

M, max = 2Mo(D/Bd) ~ 0.1-10 G. The maximum value of
magnetization due to invariant mol/0z decreases with
increasing the external magnetic field (Fig. 2). How-
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ever, thetotal magnetization in the DW volume (M dz=

4M,D/B ~ 10°-10- G remains unchanged. For thisrea-
son, the DW width does not depend on g,, which char-
acterizes the contribution from invariant mal/dz to the
Zeeman energy of the DW in Eq. (4).

The components M, in adjacent DWs are oppositein
sign (Fig. 3). Therefore, if thelast termin Eq. (7) isneg-
ative in aDW, then it is positive in the next DW. If the
number of DWsiseven (N=2n,n=1, 2, 3, ...), the
contribution from the last term in Eq. (7) to the tota
energy of the DWsiszero. In the case of an odd number
of DWs (N =2n-1), the contribution from the last term
in Eq. (7) to the total energy is nonzero and two types
of domain structures are possible, with their total DW
energy being equal to

ES), = JAa[(2n—1)f ¥ 2uh]. (10)

The minus sign corresponds to a structure of type A
(Fig. 3a); the plus sign, to a structure of type B
(Fig. 3b). In the former case, the total DW energy van-
ishes at a certain value H,, of the magnetic field and,
with afurther increase in the magnetic field, amultido-
main structure of type A becomes energetically favor-
able. In this case, the maximum number of DWsis

_ 2uh
- ah

A two-domain structure (with asingle DW) is the most
favorable. For a given number of DWs, Eq. (11) deter-
minesthe critical parametersfor atransition to the mul-
tidomain state. As can be seen from Fig. 4, the critical
field required for the transition to a multidomain state

decreases with increasing the parameter u = D/ J/AB,
which characterizes the inhomogeneous linear
exchange.

When the direction of H/z is reversed, h should be
replaced by —hin Eq. (7). In this case, the domain struc-
ture of type B has a minimum energy. Therefore, by
reversing the direction of the magnetic field in the case
of H > H,, adomain structure of type A can be con-
verted into a structure of type B and vice versa. No data
on the constant D are available for Cr,O3; therefore, the
parameter 1 cannot be determined. Thecritical field H,,
for domain-structure conversion depends heavily on .
For small values of |, the field H, is close to the field
H. above which the sublattices flop over; however, for
large values of |, domain-structure conversion occurs
in fields much lower than H. (Fig. 4). Therefore, the
value of the inhomogeneous linear exchange constant
can be determined from experimental data on domain
reversal in amagnetic field.

The electric field E || H || z affects the DW energy
only dlightly because of the smallness of the ME sus-
ceptibility. At the sametime, the electric field can dras-
tically affect the DW dynamics and, hence, the process

N (11)
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Fig. 3. Domain structure of (a) type A and (b) type B for
N = 3 (schematic).
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Fig. 4. Critical field for atransition to a multidomain state
as a function of the number of domains N for different val-
ues of u: (1) 0.1, (2) 0.5, and (3) 0.9.

of domain reversal for other orientations of H and E.
Domain reversal was observed experimentally in Cr,0O,
in the case of E || H and magnetic fields much lower
than H. and directed at an angle to the C; axis [13].
However, this problem is a subject for separate investi-
gation.
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Abstract—The correlation of the atomic-order structure and the energy density of perpendicular magnetic
anisotropy in CosyPds, filmsisinvestigated. Structural modelsfor nanocrystalline CosgPds, films are proposed.
It is shown that processes of structural self-organization in the films form nontrivial atomic-order structures.
These structures can exist owing to high elastic stresses, which apparently ensure the emergence of strong mag-
netic anisotropy (Kp ~ 106 erg/cm®). © 2001 MAIK “ Nauka/Interperiodica’ .

1. INTRODUCTION

The existence of strong magnetic anisotropy per-
pendicular to the plane of astructurally disordered film
has been studied by many authors engaged in research
involving amorphous and nanocrystalline films. The
strong dependence of the perpendicular magnetic
anisotropy (PMA) constant on the technological condi-
tions of preparation and processing of samples compli-
cates unambiguous interpretation of the PMA origin.
The possible mechanisms of PMA formation, which
were analyzed comprehensively in [1], are determined
by the atomic-order structure and chemical composi-
tion of the film. The main reasons behind the emer-
gence of PMA in films are crystall ographic anisotropy,
anisotropy of the columnar structure, magnetostriction
anisotropy, anisotropy of the local atomic ordering, sur-
face anisotropy, and exchange anisotropy between mul-
tilayers (in the case of multilayered films). Connection
of the columnar and fractal structures formed perpen-
dicularly to the film plane with PMA exceeding the
shape anisotropy of the filmisvisually demonstrated in
[2—4]. However, the mechanisms and kinetics of forma:
tion of such structures remain unclear. In our previous
publications [5-8], we proved that alocal atomic order
is formed in nanocrystalline films of transition metal
aloys (Dy,3Co,7, Co,9Pdy,, and CosyPds,) during prep-
aration. We proposed that, in the case of Dy—Co alloys,
PMA carriers are highly anisotropic clusters of the
DyCos type [6], while such carriers for Co—Pd aloys
are clusters of the L1, and €' phases, which are oriented
so that the easy magnetization axis is perpendicular to
the plane of thefilm [7, 8]. However, these phases were
not always observed in the Co—Pd films. In some cases,
PMA also took place without these phases [7] and the
observed structure did not correspond to the phase
equilibrium diagram.

Considerable deviations from equilibrium during
the preparation of nanocrystalline materials lead to the
formation of atomic structures that often do not con-
form to the equilibrium bulk state or to known metasta-
ble states of the given material. Away from the equilib-
rium state, an insignificant variation of the system
parameter can result in aradical change in the physical
properties of the substance [9]. The number and struc-
ture of defectsin ananocrystalline material differ qual-
itatively from those in mono- and polycrystalline mate-
rials; for thisreason, the nanocrystalline state cannot be
regarded simply as amonocrystalline state with alarge
number of defects [10]. Thus, the atomic structure of
nanoparticles can be described in the framework of
classical crystallography only for certain cases. The
description of the atomic structure of the nanocrystal-
line state requires the application of nontraditional
approaches.

One of such approaches is the Voronoi-Delone
method developed for noncrystalline materials [11].
This method involves simulation of spatial structures
with the help of Voronoi polyhedra. A Voronoi polyhe-
dron is the direct geometrical image of the nearest
atomic surrounding. The special significance of
Voronoi polyhedraisthat they are convenient structural
elements for use in studying spatial structural motifs.

The above ideawas devel oped further by Bulienkov
et al. [12-14], who described the atomic structure of
materials with amorphous, nanocrystalline, and quasi-
crystalline discontinuous structures as an aggregate of
crystalline modules. This concept isintroduced in order
to explain the mechanisms of self-organization of crys-
tals and other structures with short-range and long-
range order. This connects the energy of interatomic
interaction and the geometry of the structure formation
both on local and global levels. A crystalline module as

1063-7834/01/4308-1543%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Fig. 1. Dependence of the perpendicular magnetic anisot-
ropy constant K of a CosgPdsgg film on the annealing tem-
perature Tgnn.

a closed three-dimensional loop is repeated periodi-
caly in space and either fills the space entirely or
embraces all the atoms of the structure through its
apexes, depending on the crystal symmetry. For exam-
ple, amaodule of aface-centered cubic (fcc) lattice has
the form of a primitive cell with fcc structure (in the
form of arhombohedron) and consists of an octahedron
and two tetrahedra. Such an approach considerably
extends the set of module polyhedra forming an atomi-
cally ordered structure as compared to the Fedorov
groups and provides new opportunities to explain the
unique physical properties of nanocrystalline materials.

The experiments on electron diffraction carried out
by us earlier on Dy—Co and Co—Pd films [5-8] and the
evolution of the concepts concerning the formation of
the atomic structure in a structurally disordered mate-
rial [11-14] led to the formulation of the following
problems.

(1) The construction of structural models of short-
range atomic ordering using the approaches described
in [11-14] from an analysis of the electron diffraction
patterns obtained for CosyPds, films with high PMA
(K5~ 10° erg/cmd).

(2) Therevision of the reasons behind the formation
of PMA inthe CosyPds, films under investigation on the
basis of these structural models.

2. SAMPLE PREPARATION
AND EXPERIMENTAL TECHNIQUE

In this work, we present the results of an investiga-
tion of the structure and magnetic properties of Co—Pd
nanocrystaline films with equiatomic composition
(50 at. % Co and 50 at. % Pd) intheinitial state, aswell
as those subjected to thermal treatment in vacuum. The
filmswere obtained by thermal sputtering—explosionin
avacuum of 10 Torr and through magnetron sputter-
ing in a vacuum of 10 Torr on various substrates
(glass, crystalline and amorphous silicon, fused quartz,
NaCl, MgO, and LiF). The microscopic structure and
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the phase composition of the films were studied using
PREM-200 and JEM-100C transmission electron
microscopes. The chemical composition of the films
was monitored using x-ray fluorescence analysis. The
PMA constant K; was determined by the torque
method at room temperaturein fields of strengths up to
17 kOe.

3. RESULTS

The PMA constant of the films in the initial state
was K ~ 10° erg/cm® (Fig. 1). Electron diffraction pat-
terns obtained from these films were in the form of a
diffuse halo. Electron microscopic studies reveal ed that
the films are composed of particles=20-30 A insize. It
was found that dendrite crystallization occurred in the
films under the action of an electron beam in a trans-
mission electron microscope or during annealing in a
vacuum of 10-° Torr at temperature T,,, = 260-300°C.
Figure 2a shows an electron microscope image of a
region of dendrite grown in ananocrystalline film. The
velocity of the crystallization front determined visually
from the el ectron-microscopic studieswasup to 1 cnm/s.
After the completion of dendrite crystalization, no
coarsening of the size of particles congtituting the film
was observed (as compared to the initia state).
Figure 2b shows a magnified fragment of the pattern
presented in Fig. 2a with the interface between the ini-
tial nanocrystalline phase (on theright) producing adif-
fuse halo on the electron diffraction pattern and the
newly formed crystalline phase (on the left). An elec-
tron diffraction pattern of thisregionisgiveninFig. 2c.
The electron microscope image (Fig. 2b) demonstrates
clearly that the film consists of particles of the same
size. The electron diffraction pattern (Fig. 2c) obtained
from crystallized regions (Figs. 2a, 2b) has a set of
reflection points which do not correspond to any known
structures of Co—Pd alloys. According to its phase equi-
librium diagram, a Co—Pd alloy crystallizesinto an fcc
| attice with parameter a = 3.75 A [15].

The electron diffraction pattern (Fig. 2c) clearly
demonstrates considerable radial blurring for diffrac-
tion reflections at small angles, while groups of reflec-
tion points are observed instead of asingle reflection at
large angles. Such a pattern is not typical of film-type
single crystals and indicates that, in this case, the film
consists of microcrystalites coherently oriented rela-
tive to one another. The diffraction reflections observed
on the electron diffraction pattern (Fig. 2¢) correspond
to the interplanar distances for atomic planes of the
(111) and (620) types in the fcc structure with the lat-
tice parameter a = 3.75 A. Such a set of reflections can
be observed on an electron diffraction pattern for the
fcc lattice orientation with the [134] zone axis. How-
ever, in Fig. 2c, there are two extra reflections of the
(111) type, as well as superstructure reflections for an
fcc lattice, such as agroup of reflections of the (3/2 1/2
0), (310), and (9/2 3/2 0) types. Theintensities of these
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Fig. 2. (a b) Electron microscope images of the crystalliza-
tion front in a structurally disordered CoggPdsg film after
annealing (T4, = 260°C) with various magnifications and
(c) the electron microdiffraction pattern from a crystallized
region of the film.

superstructure reflections are much higher than the
intensity of a structure reflection of the (620) type. It
should be emphasized that on the electron diffraction
pattern (Fig. 3a), the angle between vectors of the [111]
and [310] types is =60°-64°, whereas this angle must
be equal to 68.58° in a cubic lattice.

PHYSICS OF THE SOLID STATE Vol. 43 No.8 2001

Fig. 3. (&) The electron microscope image with flexural
loops and (b, c) electron microdiffraction patterns obtained
from variousregions of the CoggPds film after annealing at
Tann = 320°C.

After annedling at T,,, > 300°C, the dendrite struc-
ture in the films began to disintegrate. An electron
microscope image obtained for such afilmis a contin-
uous network of intersecting flexural extinction loops
(Fig. 338). An electron diffraction pattern obtained for a
disintegrating dendriteis presented in Fig. 3b. This pat-
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tern is also not typical. There are groups of reflections
corresponding to the atomic (111) and (200) planes of
the fcc structure (a = 3.75 A) according to the interpla-
nar distances. In this case, the [111] and [200] vectors
arealmost parallel to each other, whichisimpossiblein
principle for a single cubic crystal. It should be noted
that the electron diffraction pattern presented in Fig. 3b
was obtained by the method of microdiffraction from a
region =0.5 umin diameter. Such a patternistypical of
the films under study, but afilm asawholeisnot asin-
gle coherently oriented ensemble forming an electron
diffraction pattern with regular reflection points. Elec-
tron diffraction patterns obtained from other regions of
the film can have the form of a disordered set of reflec-
tion points. Moreover, for the same sample, there exist
regions in which a structure of the type presented in
Fig. 3b begins to be rearranged into a polycrystalline
fcc structure (Fig. 3c).

Further annealing (T,,, = 500°C) leadsto the forma-
tion of atomically ordered phases typica of Co—Pd
aloys[8, 16]: the L1, phase with atetragonal face cen-
tered lattice and the €' phase with a hexagonal close-
packed (hcp) lattice. A distinguishing feature of all
electron diffraction patterns obtained was that diffrac-
tion reflections from the L1, and €' phases were always
observed simultaneously and were oriented coherently
with one ancther [7, 8]. After annedling at T, = 650°C,
thefilmsdisplayed only equilibrium polycrystallinefcc
structures (a = 3.75 A).

The PMA constant Ky (Fig. 1) increased during
annealing to 6 x 10° erg/cm? as aresult of the formation
of the dendrite structure (T, = 260—-300°C) and then
decreased to 5 x (10°-10%) erg/cm? upon disintegration
of this structure (T, = 300-500°C). After the forma-
tion of the atomically ordered L1, and €' phases (T, =
560°C), the value of K increased to 10° erg/cm?®. Fur-
ther annealing (T,,, = 560°C) led to the formation of a
polycrystalline fcc structure and a monotonic decrease
in the value of the PMA constant. Our investigations
did not reveal any fundamental differencein the atomic
structure and magnetic properties for CosyPds, films
obtained by different methods on different substrates.

4. DISCUSSION

As was mentioned above, the electron diffraction
patterns obtained from CogyPds, films after dendrite
crystallization did not correspond to any of the known
phases of Co—Pd alloys. Attempts to interpret the elec-
tron diffraction pattern in Fig. 2c from the viewpoint of
densely packed structures proved to be futile. For
instance, the electron diffraction pattern from an hcp

structure with the [0111] zone axis resembles that in
Fig. 2c. However, in order to form such an electron dif-
fraction pattern, an hcp lattice with parameters a =
2.69 A and ¢ = 5.87 A would be required. First, such a
structure is unknown for Co—Pd aloys and, second,
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many high-intensity reflections observed on the elec-
tron diffraction pattern in Fig. 2c (eg., [1121],

[2111]) correspond to a superstructure for an hep lat-
tice. In this case, special attention should be paid to the
value of theratio (c/a) = 2.18. It iswell known that met-
als form close-packed crystaline structures; i.e., the
ratio c/a for an hcp lattice in the ideal case must be
equal to 1.633. Crystallization in the films under inves-
tigation occurs at high rates. For this reason, the elec-
tron diffraction pattern depicted in Fig. 2c cannot be
attributed to atomic ordering, since the time is obvi-
ously insufficient for ordering to occur. A possible
explanation of the formation of electron diffraction pat-
terns that are not typical of Co-Pd aloys is the forma-
tion of intermetallic compounds. However, this
assumption is also groundless since, first, the diffrac-
tion reflections corresponding to large interplanar dis-
tances that are necessarily observed for intermetallides
are absent on the electron diffraction patterns and, sec-
ond, the formation of intermetallides requires a large
amount of impurities, while the concentration of impu-
ritiesin the films obtained by magnetron sputteringin a
vacuum of 1076 Torr does not exceed 1 at. %. Thefilms
obtained by the method of thermal sputtering—explo-
sion cannot also contain a large amount of impurities.
Attempts to explain the observed electron diffraction
patterns using the effect of twinning of known struc-
tures did not lead to positive results either. All that has
been said above aso respectively refersto the electron
diffraction pattern presented in Fig. 3b. We considered
another possibility for the formation of the electron dif-
fraction pattern in Fig. 3b on the basis of coherent
mutual orientation of microcrystallites with different
orientations relative to the substrate (i.e., through
superposition of the electron diffraction patterns
obtained for different orientations). It was found that
thiselectron diffraction pattern cannot beformedin this

way.

In order to explain the formation of the atomic order
and to interpret the electron diffraction patterns
obtained from the films under investigation, we pro-
ceeded from the assumptions developed in [11-14].
However, in contrast to those publications, we
employed, instead of Voronoi polyhedra or Bulienkov
crystalline modules, assemblies of modules consisting
of octahedra and tetrahedra, which can be used for
describing close-packed structures of metals. A com-
mon feature between our approach with the Voronoi—
Delone methods and the Bulienkov method is that the
module assemblies fill the space through percolation
rather than through translations.

Here, we propose schemes of module assemblies
that help to explain the formation of the electron dif-
fraction patterns (Figs. 2c, 3b) obtained from CogyPds,
films. Figures 4a and 4b show module assemblies that
help to explain the formation of the electron diffraction
patternsin Figs. 2c and 3b. The modules are connected
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through common faces, where the atoms are located at
the sites. The indices on the vectorsin Figs. 4a and 4b
denote the seriad numbers of such modules. Such
assemblies can be repeated in space in various ways,
e.g., in the form of a Boerdijk spiral [11, 17] supple-
mented with octahedra by analogy with the intergrowth
rods described in [13]. These assemblies can rearrange
themselves from the hcp to the fce structure. The pro-
posed module assemblies help to explain the possible
formation of planar atomic networksin dendritic struc-
tures, which create conditions for electron diffraction
and the emergence of diffraction reflection points on
electron diffraction patterns. Such planar atomic net-
works with a high local density of atoms are responsi-
ble for the emergence of high-intensity superstructure
reflections on the electron diffraction patterns. The
modul e assemblies proposed by us also help to explain
theformation of nonstandard angles on the electron dif-
fraction patterns. The filling of 3D space with module
assemblies occursthrough their fitting with one another
through common faces. As aresult, afractal (dendrite)
structure is formed in which all vectors genetically
present in the module assembly are preserved. The
structures formed from such assemblies (see Figs. 4a,
4b) can obvioudly be regarded as quasi-crystalline. In
such astructure, atoms are arranged in aquasi-periodic
sequence. In spite of the fact that such a structure does
not possess translational symmetry, a system of reflec-
tion pointsis formed on the electron diffraction pattern
for acertain orientation of this structure [18, 19].

The formation of the electron diffraction pattern
presented in Fig. 2c can be explained by a scheme of
modul e assembly consisting of three modules (see Fig.
43). Each module, in turn, is formed by a tetrahedron
and an octahedron. The assembly is organized so that
three tetrahedra are connected through common faces.
In Fig. 4a, the tetrahedron of the second moduleisindi-
cated by dashed lines and is behind the plane of the fig-
ure. The [111] vectors do not lie in the plane of the fig-
ure, and the scheme shows the projections of these vec-
tors. The [310] vectors of the first and third modules
have a common point and are aimost antiparallel. The
disorientation angle amountsto =4.5° and is manifested
on the electron diffraction pattern in Fig. 2c in the form
of a splitting of the (310)-type reflections. The angle
formed by the [111] vectors of the first and third mod-
ules in the assembly is =56°; this angle is observed in
the experimental electron diffraction pattern (Fig. 2c).

Figure 4b shows a scheme that enables us to inter-
pret the electron diffraction pattern in Fig. 3b obtained
from a dendrite undergoing destruction. The schemeis
a system of three fcc modules (denoted by Roman
numerals in the figure) supplemented with tetrahedra.
The (110) planes of the modules coincide with the
plane of the figure. The (111) plane of the tetrahedron
at the center of the system al so coincides with the plane
of the figure. This tetrahedron is connected with each
fcc module through another tetrahedron. According to
this scheme, the[111] vector of thefirst modulein such
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Fig. 4. (a, b) Diagrams of module assemblies explaining the
formation of the electron diffraction patterns presented in
Figs. 2c and 3b, respectively. The indices correspond to the
fce structure.

amodule assembly isalmost parallel to the [002] vector
of the third module, the mismatching angle between the
vectors being =5.3°. This explains the disorientation of
vectors of the [111] and [200] typesthat is observed in
the electron diffraction pattern in Fig. 3b.

An analysisof thedendrite crystallization ratein our
films and of the observed morphological instabilities of
the crystallization front and the fact that dendrite crys-
tallization does not result in an increase in the size of
particles constituting the film as compared to the initial
state lead one to the conclusion that the crystallization
in the investigated filmsis adiffusionless (i.e., kinetic)
process. As a rule, such a crystallization is explosive
and is accompanied by the formation of a liquid zone
(having asize of ~20 A) at the crystallization front [ 20].
The velocity of this front is so high that nanoparticles
go over to a liquidlike state (so-called virtual melting
[21] or quasi-melting [22]). The liquid interlayer
ensures the conditions for the fitting of nanoparticles
with one another. The morphology of dendrites formed
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in this case is determined by the internal structure of
nanoparticles. Their structure, in turn, is a result of
modul e self-organi zation, which is reduced to a combi-
nation of modul e assemblies through common faces. In
this case, nonideal filling of spacetakes place. The mis-
matching angle between the faces of adjacent module
assemblies can be as large as severa degrees. As a
result, considerable stresses appear in the material.
These stresses are partly removed by the displacements
of atomic complexes, discontinuities, and cracks. The
presence of internal stresses in the films under investi-
gation is confirmed by the observation of tension bars
in electron diffraction patterns and flexural loops in
electron microscope images (Fig. 3a). Considering that
Co-Pd aloys have a high magnetostriction, we can
assume that magnetostriction makes a significant con-
tribution to the formation of large values of the PMA
constant in theinitial state, aswell asin the presence of
a dendrite structure. The destruction of the dendrite
guasi-crystalline structure leads to the formation of
atomically ordered highly anisotropic L1, and €'
phases. The coherent orientation of these phases is
ensured by the common elements of the structure (tet-
rahedra and octahedra). The value of the PMA constant
in this case is determined by the crystallographic
anisotropy of the L1, and €' phases.

Thus, the interpretation of the electron diffraction
patterns and the analysis of the peculiarities in the
growth of dendrite structures in nanocrystalline
CosPds, films alowed us to construct a model of the
nearest atomic surrounding in CosyPdg, films with a
high value of the PMA constant. It is shown that the
main contribution to the magnetic anisotropy perpen-
dicular to the film surface comes from the effects asso-
ciated with the structural organization of crystaline
modules.
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Abstract—The optical absorption spectra of an a-MnS single crystal and their temperature behavior in the
range from 86 to 300 K are investigated for the (100) plane in the energy range from 8 x 10° to 22 x 10% cm
for the first time. Comparison of these spectra with those for the (111) plane reveals an essential absorption
anisotropy in unpolarized light. The anisotropy is manifested in amuch stronger splitting of the lowest energy
band for the (100) plane in comparison with that for the (111) plane. With decreasing temperature, the splitting
becomes smaller. Possible mechanismsfor the anisotropy revealed are proposed. © 2001 MAIK “ Nauka/Inter-

periodica” .

The discovery of colossal magnetoresistance in
FeMn, _,Ssolid solutions [1] revived interest in inves-
tigating the physical properties of manganese monosul-
fide, which is the base component of these substances.
An a-MnS single crystal possesses an NaCl-type face-
centered cubic lattice which undergoes arhombohedral
distortion along the cube diagona in the (111) plane
with decreasing temperature. The structural transition
ina-MnSisobserved at T,= 162 + 2 K [2]; the antifer-
romagnet—paramagnet phase transition occurs at Ty =
150 K [3]. In the paramagnetic phase, the a-MnS
monosulfide is a p-type semiconductor with a conduc-
tivity activation energy E, = 0.3 eV. A sharp change in
the activation energy is observed in the antiferromag-
netic region: E, isvirtually zero at T < 150 K, and the
resistivity p is 108 Q cm [3, 4]. Optical measurements
have been carried out for an a-MnSsinglecrystal inthe
(111) plane [2, 5]. Three absorption peaks associated
with single-ion transitionsin Mn?* wererevealed, and a
blue shift of the fundamental absorption edge was
observed with decreasing temperature.

The absorption spectra of an a-MnS single crystal
produced by saturation of liquid manganese with sulfur
were investigated in thiswork.

Two a-MnS single-crystal plates parallel to the
(111) and (100) planes were produced for optical mea-
surements. The plateswere about 40 um thick, and their
area was about 2 x 2 mm. Measurements were con-
ducted in a gas-flow quartz cryostat at temperatures
from 86 to 300 K with an accuracy of +1 K within the
energy range 8 x 10°-22 x 10° cm.

Figure 1 shows the optical absorption spectra
obtained for the (111) and (100) planes of the a-MnS
single crystal at room temperature. Figure 2 shows the
spectrafor these planes at three different temperatures.
An essential difference between these spectra can be

seen in Fig. 2. The spectrafor the (111) plane (curve 1
in Fig. 1; Fig. 2a) are, in general, identical to those
obtained in [2, 5]. Two maxima corresponding to the
electron transitions of the Mn?* ions are observed: the
A pesk (A, — “T1y(*G)) and B peak (PA; —
“To,(*G)). A third maximum, C (°A;; — Ay, “E4(*G)),
was also observed in [2]; we could record only itslong-
wavelength edge. Probably, thisis because our samples
were thicker than those used in [2, 5]. For the same rea-
son, we could not reveal the fundamental absorption
edge either.

The shape of the spectrum does not change with a
decrease in temperature, the energy of peak A (E =

Optical density, rel. units

1 1 1
12 14 16 18 20
Energy, 10° cm™!

0 1

Fig. 1. Optical density D = In(I¢/l) for an a-MnS single
crystal at T =300 K (I and | are the intensities of incident
and transmitted light, respectively). The light beam is per-
pendicular to (1) the (111) plane and (2) the (100) plane.

1063-7834/01/4308-1549%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Optical density, rel. units

Optical density, rel. units

| |
8 12 16 20 24
Energy, 103 cm™!

Fig. 2. Spectra of the optical density of an a-MnS single
crystal at (1) 300, (2) 160, and (3) 86 K. The light beam is
perpendicular to (a) the (111) plane and (b) the (100) plane.

16667 cm™) changes only insignificantly, and the
energy of peak B (E = 19608 cm™ at T = 300 K)
increases dlightly. The intensity of both peaks
decreases.

Figures 1 (curve 2) and 2b show the absorption
spectrafor the (100) plane. Optical investigations have
not yet been carried out for this plane. A wide band is
observed at energies from 14 x 10° to 18 x 10° cm?; it
issplitinto at least two components. It should be noted
that negligible splitting of band A is also observed for
the (111) plane. With decreasing temperature, the split
components become closer to each other. In this case,
the low-energy component undergoes a substantially
larger shift to the high-energy side. The amplitudes and
widths of both components decrease. At the minimum
temperature used, band A remains appreciably asym-
metric for the (100) plane, whilefor the (111) plane, the
band asymmetry almost vanishes. At low temperatures,
the spectral position of band A for the (100) plane cor-
responds to the position of band A for the (111) plane.
For this reason, the high-energy component of the band
can be attributed to the transition °A;; — “T14(*G) in
the Mn?* ion. The low-energy component, which
undergoes a shift to higher energies with a decrease in
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temperature, can be associated either with the splitting
of the ®A;; — “T;4(*G) band or with electron excita-
tions of another nature.

In the energy range (18-20) x 10° cm, the band
corresponding to band B in the spectrum for the (111)
plane does not appear at room temperature. (In this
energy range, the sensitivity of the photodetector
decreases in comparison with the energy of approxi-
mately 16 x 10° cm™, where band A is observed.) Band
B is observed beginning from T = 160 K. For the (100)
plane, the intensity of the absorption bands is notice-
ably larger than for the (111) plane. In the window
region near 18 x 10° cm™, the absorption is signifi-
cantly larger for the (100) plane. Perhaps, due to these
two circumstances, there is a difference between the
colors of the crystals cut from the same block along dif-
ferent planes. In contrast to the green color typical to
the (111) plane of thea-MnScrystal, the a-MnSsingle
crystal cut in the (100) plane looks yellow. The energy
of peak B observed for the (100) plane corresponds to
the energy of peak B in the spectrum for the (111) plane
only at low temperatures.

Thus, anisotropy of the optical absorption in unpo-
larized light is observed in the a-MnS single crystal.
The difference in the gsplitting of the low-energy
absorption band and in the intensities of the bands for
the (100) and (111) planes are the most striking mani-
festations of this anisotropy.

The anisotropy reveal ed and the splitting of the low-
energy band can be explained in a different manner.
The splitting can be associated with the dynamic Jahn—
Teller effect [6-8]. On the other hand, the formation of
a magnetic polaron due to the exchange interaction
between the charge carriers and el ectrons of the d shell
of the Mn?* ion (c- exchange) [9] can be supposed; this
exchangeisobservedin CdMn, _, Te[10, 11].At T=0,
according to [9], the spin-polaron state coincides with
the band state, while at finite temperatures, they
become essentially different. With increasing tempera-
ture, the spin-polaron band shifts to the high-energy
side; the shift in the paramagnetic state can be as large
as 60% of the shift inthe magnetically ordered state and
can be equal to ~0.1 eV [9]. To explain the anisotropy
itself, it is necessary to take into account the character-
istic features of the band structure of the crystal and its
change at phase transitions. Additional measurements
are being carried out to interpret the anomalies more
clearly.
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Abstract—A new variational method is used to investigate the ground state of the Hubbard model with a half-
filled band for aone-dimensional chain, aplanar square lattice, and asimple cubic lattice. A metamagnetic tran-
sition isfound to occur in a one-dimensiona chain and a simple square lattice. A simple cubic lattice does not
undergo the metamagnetic transition. © 2001 MAIK “ Nauka/Interperiodica” .

1.In[1, 2], anew variational method was devel oped
for calculating the ground-state energy of a strongly
correlated fermion system. This method allows one to
take into account the well-defined short-range order in
the metallic phase. The paramagnetic and antiferro-
magnetic phases of the Hubbard model with a half-
filled band have been investigated using this method,
and it was found that, in the case where the interaction
in the system has an intermediate strength (the Cou-
lomb energy is of the order of the band width), the
short-range order significantly affects the ground-state
energy of the system. Recently, many papers have been
published on the experimental study of the short-range
order in strongly correlated systems (see, e.g., [3]);
among them are systems placed in a strong magnetic
field [4, 5]. Therefore, it is of interest to generalize the
results of [1, 2] to the case of systems in magnetic
fields.

In this paper, a variational technique is used to cal-
culate the ground-state energy for the Hubbard model
with the Hamiltonian

H=t z (ai+(,aj-(,+H.c.)+UZn”nil —mh, (1)
Oido i

where a, and a, are the creation and annihilation

operators, respectively, for afermionof spino=1, | a
the site i; [jOindicates summation only over nearest
neighbors; n, = a;; a,,; m= [y, 0- [y, (s the magnetic
moment; t is the charge-transfer energy; U isthe corre-
lation energy; and h is the magnetic field. The energy
band is assumed to be half-filled; i.e., [y, [(H Oh, (= 1.
Calculations are carried out for aone-dimensional (1D)
chain, a planar (2D) square lattice, and a simple cubic
3D lattice.

2. In[1], it was shown that, in order for short-range
correlations to be taken into account, the Gutzwiller

trial function [6, 7] should be generalized to the form
P)\
WO=[]9"éo0 )
A

wherethe product includesthe Gutzwiller factor and, in
addition, aset of projection operators P, for all possible
configurations of alattice site and itstwo nearest neigh-
bor sites. The real parameters g; lie in the range [0, )
and enable one to vary the amplitudes of different con-
figurations of the pair of neighbor sites and, therefore,
to change the short-range order. The initial N-particle
wave function |¢,Jdescribes noncorrelated electrons
and, for example, for electrons whose states are con-
fined by the Fermi surface, has the form

IEnEL: ®

k <V, k <V,

where k is the wave vector of afermion and Vg, isthe
volume of the region (in momentum space) bounded by
the Fermi surface of fermions of spin a.

We will construct a trial function for the paramag-
netic phase of the half-filled band with an arbitrary total
angular momentum. There arefour projection operators
that separate the different states of a lattice site. Our
interest is in the projection operators for doubly occu-

pied states:
X = Zn“n“.

In addition, there are ten projection operators for the
states of the nearest neighbor pairs, for example,

Y. = ;(1—nm)(1—nu)(1—nﬁ>(1—njl),
’ @)

Y2 = ZniTnilannjl
4jo
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(see table). In comparison with the case of zero total
angular momentum [1, 2], the degeneracy of the opera-

tors Y» ispartially lifted.

We will consider the case of lattices in which the
total number of pairs of nearest neighbor sitesis zL/2,
where zisthe number of nearest neighbors of asite and
L is the total number of lattice sites. The normalized
eigenvalues of operators (3) and (4) are defined by

x|eO= L X|o0) -
Vi |®O= (zL/2) Y |oD

The eigenvalues are subject to the normalization condi-
tions[§]

X, = 1, Baya = 1, (6)
> >
R iy

where 3, is the degeneracy, and to the self-consistency
conditions [8]

YitYstVYstYs
Yo+YstYgtYs
YatVYetYr+Ys = V2+m/2-x,
Ys+ Y7+ VYot Yo = V2—-m/2—X.

The half-filled band has electron-hole symmetry,
which leads to the additional conditions

Y1 =Y Ya=VYs Ys = Yo (8)

Wetake m, X, Vs, V4, Y5, and y; as independent param-
eters, the other parameters are expressed through them as

Yo = X—=Y3=Y4—Y5,
Yo = U2+ mM/2—X—-Yy;-2y,, 9)
Yio = V2—-m/2—X—-Yy,—2¥:.

X,

X,

(7)

With alowance for the degeneracy, the trial function
can be taken in the form
X BsYs 4B,Ya 2BsYs B,Y7
W(M)C= 0305 s ‘g " gy [do(m)D  (10)
It should be noted that all configurationsinvolvedin
the configuration expansion of theinitial wave function
have the same total spin. Therefore, the operator in the
right-hand side of Eq. (10) does not change the mag-
netic moment; that is, the initial wave function and the
trial wave function have the same magnetic moment.
3. We calculate the norm of the trial wave function.
This norm can be written as

Hl’lquD: A(m) z W{Xv Y3 Ya Y5, Y7, M

{X Y3, Ya ¥5: Y2

(11)

% 2Lx _2zLy; 4zLy, 4zLys 2zLy,
Jo Os 4 5 7

= A( m) R{ X
{X V3 Ya Y5, Y2

' Y30 Yas Y5 Y7, M}

PHYSICS OF THE SOLID STATE Vol. 43 No. 8

1553

Projection operators for different states of a pair of lattice
sites and the configurations corresponding to them

2001

Configuration
Operator S5t S5t Degeneracy
% 1
2 1 1 1
Y3 1 2
Ya 1 2
Vs l 2
Ys t 1 1
Y7 1 1 2
Ys t 1 2
Yo 1 ! 2
Y10 ! ! 1

Thesummationin Eq. (11) isperformed over all sets
{X Y3 Ya Y5, Y7} - The coefficient W,y o\ isthe

number of configurations that correspond to the set
{X, Y3, Ya ¥5, Y7} for agiven value of m. The normaliza-
tion factor A(m) depends on the total spin. This factor
need not be calculated separately, because it will be
automatically taken into account in the normalized den-
sity matrix. Thenormin Eq. (11) can be calculated only
approximately if there are closed paths in the lattice.
For thispurpose, asin [2], we employ the Kikuchi pseu-
doensemble method [9]. In the limiting case of an infi-
nite number of particles (L — =), as usua [1, 2, 7],
one can keep only the largest terms in the series in
Eqg. (11). In order to find the maximum of the function
R, it is convenient to calculate the maximum of itslog-
arithm. For this purpose, the factorialsinvolved in Rare
transformed using Stirling's approximation and only
the leading terms are kept in the logarithm of the
expression thus obtained. The result is

L™ InW = (z—1)[2xInx + (1/2 + m/2=X)
x|n(Y2+m/2—x) +(L2-m/2—X)

x In(1/2 —m/2 —x)] —g(zyzlny2 (12)

+2y5Iny; + 4y,Iny, + 4ysInys

+YgInys + 2y,Iny; + yiolnyi,).
Here and henceforth, we use the notation y,, e, and y;
for the corresponding expressions in Eq. (9). The nec-

essary conditions for expression (12) to be maximum
are the equations [1, 2] d(InR)/dn, = 0, where n, = X,
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Fig. 1. Magnetic moment as afunction of the magnetic field
for different values of the correlation energy | = U/8gy(0):
1=(1) 04, (2) 0.6, (3) 0.8, and (4) 1; (8) a1D chain, (b) a
planar square lattice, and (c) asimple cubic lattice.

Vs Ya Vs Y7. Using these equations, g, can be expressed
through x and y,, which gives

_ m1/2+m/2 x)(1/2 /2 —x)==92 5 (7

%= u @63’1&1
Y3 Vs
Oz = /\/: 9y = |[—. (13)
Y2 YsY2
Ys — Y7
A Y10Y2 A'YeY10
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In order to find the ground-state energy for Hamilto-
nian (1), one should calculate the first-order density
matrix p for the state described by the trial function:

EM :E (aﬁﬂakr+ H-C)quD

Gido
Wlgd

A technique for calculating the density matrix is
detailed in [2]: p can be separated into two parts, p =
Poand + Pinter» Where the first term describes the motion
of the fermion in the Hubbard subbands and the second
term is responsible for transitions between the sub-
bands. Calculations give

p=L"

(14

Ll z—1
Poand = 4y4[x(]]2+m/2 x)}

(15

L z—1
2
4y5[x(1/2 mi2— x)} !

L,L
Nots : ]

YO 2+ m2—x) (2 —mz2—x)

phna =

where

Ly = JYoVa+ AYaYa+ ofYaYe* /YsYr,

2 = «/y2YS + A/Y3YS + Jy4y7 + A/Y5Y1o-

The total energy of the system of correlated fermi-
ons can be represented in the same form asin [6]:

— 1HWO
L jgo

Here, g = p(m)/pg(m), where po(m) isthe density matrix
of noncorrelated fermions (U = 0) of a given spin and
€o(m) is the spin-dependent average energy of noncor-
related fermions. It iseasy to verify that thisnormaliza-
tion gives the correct value for the total energy of the
system of an arbitrary spin in the case of U = 0; there-
fore, the normalization factor in Eq. (11) is automati-
cally taken into account.

4. We calcul ated the ground-state energy of the para-
magnetic phase for the following three systems: (a) a
linear homogeneous chain (z= 2) with adispersion law
€ = —2cosk,, (b) a planar square lattice (z = 4) with
& =—2[cosk, + cosk], and (c) a simple cubic lattice
(z=6) with g, = —2[cosk, + cosk, + cosk,]. The average
energy of afermion (per site) in the absence of correla
tion is defined as

q(m)eo(m) +xU. (16)

£o(m) = \71— jekce(sp,c—ekc)dk, (17)

where g ; = —&-_,, the mtegratlon is performed over
the Brillouin zone (BZ), Vg, is the BZ volume, and
B8(x) =0for x<0and B(x) = 1 for x> 0. The energies of
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fermions differing in spin are equal becausethe band is
half-filled.

The ground-state energy is calculated by minimiz-
ing the total energy of the fermion system with respect
to the variables m, X, V3, V4, Vs, and y,. Figure 1 shows
the dependence of the magnetic moment on the mag-
netic field. For a planar square lattice, problems arise
when minimization is performed in anarrow range near
m = 0. In this range, the energy of the fermion system
virtually does not depend on the magnetic moment.
From Fig. 1b, it can be seen that the magnetic suscepti-
bility becomes high. This behavior is associated with a
van Hove singularity located at the center of the energy
spectrum of the square lattice. The density of states
diverges logarithmically at this point [10]; that is, the
magnetic susceptibility tendstoinfinity. The singularity
becomes even dlightly stronger in the presence of cor-
relations (Fig. 1b). If the energy spectrum is approxi-
mated by the elliptic Hubbard band [7], which has no
singular points, problems with minimization do not
arise. We also investigated the case of an infinite-
dimensional lattice. For this purpose, we calculated the
ground-state energy of lattices with z = 10, 20, and 40
and with the energy spectrum of a z2-dimensional
hypercubic lattice taken as the initial spectrum. The
result rapidly converges to the Gutzwiller solution [7]
with increasing z, which is dueto the weakening of spa-
tial correlations with increasing lattice dimensions.

In the calculations discussed above, we ignored the
splitting of the fermion spectrum into Landau levels.
Theresults obtained for the case of large valuesof U (as
large asthe band width and greater) are of most interest.
In this case, the effective masses of carriers are large
(they are proportional to Og™) and the splitting of the
spectrum into Landau levels (Ae O q) is negligible. In
principle, the splitting can be taken into account
through the function g,(m).

From Fig. 1, it can be seen that the metamagnetic
transition occurs at large U for a1D chain and a planar

PHYSICS OF THE SOLID STATE Vol. 43 No. 8
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square lattice. In the case of a simple cubic lattice, the
metamagnetic transition does not occur up to | = 1.
Thus, the energy spectrum and the lattice dimensional-
ity determine the occurrence of the metamagnetic tran-
sitionin astrongly correlated system and, therefore, the
conclusion regarding thistransition inferred for an infi-
nitelattice[6] doesnot necessarily hold for rea lattices.
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Abstract—The evolution of the hard and soft modes in the crystal structure of Mn,Zn,Fe, O, manganese-zinc
spinel ferritesisinvestigated theoretically and experimentally (x-ray structure analysis and magnetic measure-
ments). It is shown that tetragonal and rhombohedral distortions of the cubic structure and fluctuations of the
soft mode are accompanied by the formation of clusters in the form of quasi-two-dimensional fragments
(50-200 and 400-1200 A), which involve families of y-Mn,Oj, y-Mn;0,, and a-Fe,05 oxide planesinherently
bound to the spinel matrix. © 2001 MAIK “ Nauka/lInterperiodica” .

1. INTRODUCTION

Manganese-zinc ferrites are extensively used in
electronic technology [1]. They find application in
color TV sets as transformer cores and in magnetic
video tape recorder heads. A distinguishing feature of
these ferrites is that they contain several types of cat-
ions which occupy different crystallographic positions

and have avariablevalence (Mn;", Mn3", Fey s, and

Fe§+) [2]. Changesin the valence of cations and their

crystallographic positions in tetrahedral (A) and octa-
hedral (B) sites of a spingl structure favor deviation
from stoichiometry and the defect formation. This can
give rise to localized and delocalized distortions and
bring about distortions of the long-range order in mul-
ticomponent solid solutions[3]. In our earlier works|[4,
5], we showed that these distortions are predominantly
concentrated in high-index planes in a crystal, extend
over regions containing from tens to hundreds of unit
cells, and manifest themselves as large-scale fluctua-
tions of the order parameter [6]. In order to predict the
properties of these materials, it isnecessary to elucidate
the physical nature and regularities of the evolution of
their atomic structure dueto partial disordering and the
related rearrangement (cluster formation) of solid solu-
tion components and to gain a better insight into the
influence of this complex structure on the magnetic
characteristics of compounds.

The majority of experimental investigations into
structural disordering of thistype have dealt with poly-
crystalline abjects. In this respect, of specia interest is
the study of single-crystal samples. In the present work,
the weakly distorted matrix and strongly distorted clus-
ter structures of manganese-zinc ferrite single crystals
wereinvestigated by diffuse x-ray scattering for thefirst
time.

2. EXPERIMENTAL TECHNIQUE

In the experiments, we used the photomethod (Iong-
wavelength CrK,, radiation, V filter), which is sensitive
in the recording of low-intensity x-ray scattering. With
the aim of providing identical conditions for diffraction
and recording of radiation scattered from different crys-
tallographic planes, single-crystal samples were
reduced to powder. Theferritesto be studied differedin
the concentration ratio of chemical elements forming
the cation sublattice in the spinel structure.

The molar formulas for real structures of manga-
nese-zinc ferrites were calculated with due regard for
the crystall ographic features of spinel ferrites, specified
cation ratios, electroneutrality condition, nonstoichi-
ometry, and differences between x-ray and hydrostatic
densities of the samples under investigation. The phys-
ical properties, including the electromagnetic parame-
ters characterizing the quality of these manganese—zinc
ferrites, were determined according to the universally
accepted techniques[7, 8].

The compositions, real structures, x-ray and hydro-
static densities p, and lattice parameters a are given in
Table 1. The lattice defectiveness (the presence of
vacancies in cationic (V©) and anionic (V®) sublat-
tices of manganese-zinc ferrites) was evaluated from a
comparison between the x-ray and hydrostatic densi-
ties. The Mn3 content was obtained from the Mn
NMR data [9]. The Fe?* content was determined with
due regard for the concentration of anion vacancies V®
and the electron exchange Mn?* + Fe** ~—— Mn3* +
Fe**.

The mesoscopic defectiveness of the crystal struc-
ture was evaluated by examining the features of x-ray
scattering from samples with different crystal chemical
structures (Table 1).

1063-7834/01/4308-1556%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Table 1. Compositions, real crystal chemical structures, and physical properties of Mn,Zn,Fe,O, ferrite single crystal's

. . . Density p, g/em? .
Sample Crystal chemical structure of Mn—Zn spind ferrite o — | Lattice parameter a, A
X-ray ydrostatic

2 2 3 K 3 2 3+ 2—

> (Mg 35215 5,F €55,V 506) MG 06 Fed 6Fe; gl OF g0V (o1 >.030 5.021 8.462
2 2 3 K 3 2 3+ 2—

6 (Mngs,Z no.+32Feo.J(r)2Vg.14)[ M N5 03F €5 03F €1 0dl 03.96\/53{.734 5.062 4.926 8.458

1 (M nSESZ ngj17Feg.Jr19Vg.<c))9)[ Feg.t)o] ngagv é)ét))l 5.097 5.086 8.440
2 2 3 3 2 3+ 2—

7 (MNg5sZ15 50V §0) MG uF el aFes o] OF oV oy 5125 5.030 8.475
2 2 3 3 2 3+ 2—

3 (MngsZ nO.J:lSVE).(%Y)[ VIDS SN 03.96V§fg4 5.140 5.028 8.463

3. RESULTS AND DISCUSSION

As can be seen from Fig. 1, the diffraction patterns
of the Mn,Zn,Fe,O, ferrite single crystals are superpo-
sitions of the contributions from x-ray scattering of dif-
ferent types: () diffuse small-angle scattering, which
leads to an increase in the background; (b) coherent
Debye scattering, which is responsible for the appear-
ance of lines at intermediate and large diffraction
angles; (c) incoherent Compton scattering (with a
change in the x-ray wavelength), which enhances the
background at large angles; and (d) diffuse (coherent
and incoherent) scattering, which additionaly
increases the background and gives rise to background
intensity fluctuations in the form of diffuse maxima.

According to the coherent Debye scattering data, the
long-range order of aferrite material corresponds to a
perovskite structure of the Fd3m type. The studied
structure exhibits some features that show themselves
in an enhancement of diffuse small-angle scattering and
a change in the fine structure of the background inten-
sity intherange 6 > 54°.

It can be stated that ions in the ferrite samples are
displaced from regular lattice sites due to structural
imperfections. By interacting with x-rays, these ions
participate in two processes of x-ray scattering. The
first processisthe coherent scattering brought about by
the retention of periodicity in crystal regions with
defect ionic packing, which resultsin the appearance of
low-intensity diffuse Debye maxima. The second pro-
cess is the incoherent x-ray scattering caused by an
incomplete absence of x-ray waves upon interference
due to the disturbance of perfect periodicity in the
arrangement of scattering centers. This is responsible
for the background component whose intensity
increases with an increase in the angle.

The background intensity monotonically increases
in the case when manganese and iron ions are isolated
from each other. As the concentration of manganese
and ironionsincreases, their effect on the solid solution
becomes stronger. Thismanifestsitself in theformation
of anew ordering in the matrix spinel structure, which

PHYSICS OF THE SOLID STATE Vol. 43 No. 8
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was observed earlier in [4, 10, 11]. The new structural
formations inherently bound to the matrix structure are
referred to as clusters [4, 12]. X-rays are incoherently
(disorder) and coherently (order) scattered by clusters.
Thelinear size of the clusters can be estimated from the
width of diffuse maxima by using the Kitaigorodsky
technique [13]. The location of the diffuse maximais
determined by the conventional Debye diffraction of
x-rays by clusters and follows the relationship 2dsin@ =
nA, which makes it possible to interpret their crystallo-
graphic structure (Figs. 1-3) [4, 5, 11, 13].

711,551
110 |
533 444
100 - 511,333
90 - 442
80T 422
S 70
£
[a+]
— 60
50
40
30
20 1 1 1 1 1 1 1
4 14 24 34 44 54 64 74
0, deg
Fig. 1. Diffraction pattern (CrK,) of sample 7.
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Fig. 2. Diffraction patternswith background fluctuationsfor
Mn,Zn,Fe,O, ferritesin the angle range 49°—60°. Here and
in Figs. 3—7, numerals near the curves correspond to the
sample numbers (Tables 1, 2).

According to the above approach, we estimated the
integrated intensities of incoherent scattering for equal
0 intervals at small 8 angles, which correspond to scat-
tering by individual centers displaced from regular lat-
ticesites(Fig. 1, portion S;), and at large 6 angleswhen
a further increase in the intensity is governed by a
mesoscopic interaction of the components upon cluster
formation (Fig. 1, portion S,)]. Asis seen from Fig. 4,
the S, and S, curves obtained for different samples are
similar in character. This suggests that the chemical
composition of the solid solution similarly affects both
the fundamental harder matrix mode of the structure
[manifestsitself in S; = f(p)] and the softer mode [man-
ifests itself in S, = f(p)] responsible for the smaller-
scale atomic ordering in the form of clustersin the solid
solution. Itisworth noting that S; and S, should be mea-
sured from the diffraction curve constructed over the
entire diffraction angle range, because the use of sepa-
rate portions of the curvesisincorrect. In this case, the
magnitudes of the intensity of incoherent x-ray scatter-
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Fig. 3. Diffraction patternswith background fluctuationsfor
Mn,Zn,Fe,0, ferritesin the angle range 60°-73°.

ing from the hard mode of the structure, for the most
part, are lessthan those from the soft mode; i.e., S, < S..

It should be noted that samples whose structural
state is characterized by displacements of ions from
regular lattice sites (maximum S, S,) have the closest
packing of ionsin the unit cell. Thisis confirmed by the
location of a minimum in the dependence of the lattice
parameter a = f(p), which is observed a p =
5.097 g/cm? (Table 1, sample 1).

I'n our opinion, the density p can serve asarepresen-
tative parameter for the studied materials that are char-
acterized by high-defect structural state (vacancies,
variable-valence ions, and cluster structure). In this
case, the change in density should reflect the change in
structural and magnetic orders with due regard for the
ion mass. From this viewpoint, the parameter p is not
universal for all types of solid solutions. The choice of
the density as an independent variable was made for the
following reasons. The a parameter of the main undis-
torted lattice only weakly depends on the density
(Fig. 5, curve 1). At the same time, the density depen-
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dences of the integrated incoherent scattering intensity
(S, and S)) (Fig. 4) are similar to the density depen-
dences of the lattice parameter for the distorted struc-
ture (Fig. 5, curves 1I-VII). The experimentally
observed minimum in the dependence a(p) (Fig. 5) lies
in the range that corresponds to bell-shaped portionsin
the dependences T, o, and B, = f(p) (Fig. 6). The
descending portions in these dependences correlate
with the extrema observed in the dependences of the
lattice parameters for the distorted structure (Fig. 5,
curves!I-VI1). Thisimpliesthat the structure of the dis-
torted lattice is loose and amorphous and that amor-
phous—crystalline clusters can exist in the samples
under investigation. Analysis of the dependences of the
size of amorphous (m,) and amorphous—crystalline (m,)
clusters (Fig. 7) and the dependences of the integrated
intensities I, and |, of diffuse x-ray scattering by differ-
ent clusters (Fig. 8) on the x-ray density of samples
demonstrates that a considerableincreasein the density
resultsin the formation of statesin which anincreasein
the density is attended by a decrease in the long-range
order. In turn, a decrease in the coherence in the struc-
ture leads to a decrease in the magnetic ordering. The
maximum magnetic parameters correspond to the min-
imum incoherent scattering intensity, i.e., to anincrease
in the long-range order (Figs. 4, 6).

Analysisof thelocations of diffuse maxima(Figs. 2,
3) revealed that the clusters are formed by planar frag-
ments of Mn,O;, Mn;0,, and Fe,O; binary oxides. In
the density range that corresponds to the maximum
magnetic parameters (T, 0, and By, the cluster struc-
ture is determined by the interaction of trivalent iron

and manganese ions with oxygen ions: Fe§+O§_
(Fe,0,), Mn>"Mn; 0% (Mn,0y), and Mn>"Mny 02"

4+ 2-

and Mn?M n, O, (MngQO,). Intherangeto theleft of

the maximum (Fig. 6), the clusters are formed by Fe**
and Mn3* ions (with a predominance of Mn** ions) and
oxygen ions (Fig. 8). In the range to the right of the
maximum, the cluster structure involves Fe¥*, Mn3*,
Mn?*, and O ions (Fig. 8). Therefore, the magnetic
properties of the materials studied are substantially
affected by the regions of mesoscopic atomic order
(structural clusters), i.e., by the differencesin ion com-
position responsible for the magnetic properties of
clusters.

A comparison of the dependences of the lattice
parameters[a, b, c] = f(p) for the matrix (Fd3m) struc-
ture [calculated for the (622) and (444) planes with
allowance made for split lines] (Fig. 5) and the depen-
dences of the scattering intensity | . = f(p) for clustersin
the range of large angles (Fig. 8) revealed the following
features.

(1) The minimum a;, a p = 5.062 g/lcm? for the
parameters of the distorted structure is attributed to the
a-Fe,0; (204) clusters formed by Fe* ions, cation
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(V) bgga, (V1) Cgpo, and (V1) cyuy for distorted lattice.

vacancies, and oxygen (Fig. 8). The maximum concen-
tration of these clusters corresponds to the maximum
intensity | .(Fe,O,) of the diffuse scattering in the range
60°-70° (Fig. 8).

(2) For asolid solution with p = 5.125 g/cm?, which
corresponds to the maxima in the dependences of the
lattice parameters (a, b, ¢) = f(p)for the distorted matrix
(Fig. 5), the structure is characterized by a maximum
concentration of y-Mn,O,, a-Fe,O,, and y-Mn;O, clus-
ters (Fig. 8). In this case, the y-Mn,O3, y-Mn;0O,, and
0-Fe,0; oxides have tetragonda, orthorhombic, and
rhombohedral structures, respectively, which reflectsthe
orthorhombic (a # b # ¢) and rhombohedral (a # 90°)
distortions of the matrix structure.

(3) For a moderately distorted matrix lattice (p =
5.097 g/cm?), the cluster structure exhibits a maximum
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concentration of y-Mn;O, clusters (the orthorhombic
type).

(4) In the sample with p = 5.14 g/cm3, the concen-
tration of clusters with bivalent and trivalent manga-
nese ionsincreases drastically (Fig. 8).

(5) Analysis of the cluster sizes in the structure
(Fig. 7) shows that the maximum mesoscopic ordering
is observed for the group of samples with p = 5.062—
5.125 g/cm? (first group), whereas the cluster sizes for
samples with the lowest and highest densities p = 5.03
and 5.14 g/lcm?3 (second group) aresmall: 140 A <m, <
230 A for thefirst group and m, = 60 A for the second
group. The small sizes of the clusters (Fig. 7) reflect
their weaker effect on the physical properties of the
samples. An increase in the cluster size is associated
with an increase in the energy of the fluctuations. As a
consequence, the larger the cluster size, the greater the
deviation from the matrix structure [6, 14].

(6) The specific features in the atomic structures of
the matrix and clusters manifest themselves in nonlin-
ear dependences of the magnetic properties on the sam-
ple composition (Fig. 6).

1200 ~ e — 490_600 (a) ,.III
£ 1000f v p
=
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~ 400}
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5.02  5.06 5.10 5.14
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E
=)
£
<
\Q

5.14

Fig. 8. Dependences of the scattering intensity for different
clusters on the x-ray density of the samplesin the 6 ranges
(@) 49°-60° and (b) 60°-70°: (a) (I) 1.(Mn30,), (I1)
1.(MNyOg3), (I11) 1,(Mn30,), and (1V) 1,(Mny,O3) and (b) (1)
16(202)(MngOy), (11) 15(202)(Mn;03) and 1(202)(Fe;Os),
(111) 1(204)(Mn30,), and (1V) 1,(204)(Fe,03). Subscripts ¢
and arefer to crystalline and amorphous clusters, respectively.
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Table 2. Mode states and cluster and structural parameters
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Magnetic state Cluster szem, A | Curie temperature Tc, K
Sample| Mode Charge state
F n mexp Miheor Texp Ttheor
5 O | [0 —=Mn"]—Mn?*(3){,0—Mn*] 4 -1 369 369
m | Mn%—Mn3*—,Mn?* 3 -1
O |[,O—=Mn*]-Mn3*—,0—Mn*] 1 05 616 615.8
m | [LO—=Mn]-Mn*{,0—,Mn*] 2 -1
6 O |[LO—=Mn" - Mn*{,0—,Mn*] 5 -1 486 486
m | Mn*—Mn*>*—Mn* 9/2 2
O |[,0—Mn*]-Mn*{,0—,Mn*] 1 -1 197 197.1
m | ZZn*—Mn*—Zn* 5 -1
1 O |[,O—=Mn*]-Mn3*—,0—Mn*] 5 -1 470 469
m | ,Mn*—Mn¥*—Mn* 712 -1
0 |[,O—=Mn*]-Mn¥*—,0—Mn*] 1 0.5 677 677.8
m | [LO—Mn* |- Mn¥*-{,0—,Mn"] 1 -1
7 0O |[,0—=Mn"]-Mn*{,0—,Mn*] 5 -1 409 409
m | [LO—Mn"]-Mn3*-,0—,Mn"] 4 0.5
O |[,O—=Mn*]-Mn3*—,0—Mn*] 1 -05 647 647
m | [LO—Mn*]-Mn*-{,0—,Mn"] 2 -05
3 O |[LO—=Mn"1—-Mn*{,0—,Mn*] 2 -1 341 340
m | [0 —Mn*]—Mn?-{,0—,Mn*] 4 -1
O | Mn*—Mn3*—Mn* 4 -05 524 | 524
m | Mn¥—Mn¥—,Mn3* 7/2 -05

The maximum values of the Curie temperature T,
the magnetic induction B, at 107 K, and the specific sat-
uration magnetization o, are observed for the samples
with the most distorted matrix structure and amore pro-
nounced new ordering in the atomic structure of large-
sized clusters, which shows itself in clear diffuse max-
imain the diffraction patterns.

The amorphous clustersin sasmples 1 and 7 are two
or threetimes|larger than thosein samples3 and 5. This
is clearly seen from the dependence my(p) for amor-
phous clusters in Fig. 7. As a result, the amorphous
clustersin samples 1 and 7 make a greater contribution
to the magnetic order of the structure. In the case of
crystalline clusters, sample 1 is characterized by amax-
imum mesoscopic ordering, i.e., by the largest cluster
sizes (Fig. 7). By assuming that the magnetic order
favors atomic crystalographic ordering, it could be
expected that this sample possesses high magnetic
characteristics, which was actually observed in the
experiment.

Judging from the m, .(p) dependences, the maxi-
mum magnetic characteristics for sample 6 are unre-
lated to the mesoscopic ordering. Most probably, they
are determined by the specific features of the long-
range order in the matrix structure, which manifests
itself in its anisotropy and leads to the splitting of the
(620) reflection (Fig. 3). This indicates that tetragonal
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elements are formed in the cubic structure (a lowering
of the symmetry).

Moreover, in the present work, we performed theo-
retical analysis of the cluster structure in Mn,Zn Fe,O,
samples within the model concepts developed in [15,
16]. The results of this analysis and the experimental
parameters are compared in Table 2. The designations
of the charge and magnetic states of ions (complexes)
in quasi-one-dimensional chains for the fundamental
and soft modes correspond to those used in [15, 16].
Here, F is the quantum number of the total angular
momentum of magnetic ions (complexes), which are
exchange-coupled through diamagnetic ions (com-
plexes) into chains, and n is the parameter describing
the directionality of valence bonds. The quantum num-
ber of the magnetic state for diamagnetic complexesis
given in parentheses, and the magnetic complexes are
presented in square brackets.

The interaction between the fundamental and soft
modes leads to their coupling with subsequent forma-
tion of quasi-two-dimensional structures (clusters). In
the framework of this model, we calculated the sizes of
clusters (amorphous and amorphous—crystalline) and
the Curie temperatures (the phase transition tempera-
ture below which the magnetic ordering occurs; near
this temperature, the transitions from a long-range
order to a short-range order and then to paramagnetic
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behavior can take place). The phase transition is
smeared [17], which is determined by the local pre-
dominance of the short-range order due to disturbance
of thelong-range order. Thistransitionisspatially inho-
mogeneous, because it entails a set of different mag-
netic configurations. For example, in samples 1 and 6,
the fundamental modes O are identical, whereas the
soft modes m differ from each other (Table 2). This
means that the phase transition is governed by different
magnetic configurations arising from different canted
states of identical main antiferromagnetic structures
(by analogy with the Dzyal oshinski—Moriya weak fer-
romagnetism). The samples differ in the sets of mag-
netic configurations of the fundamental (O) and soft
(m) modes (responsible for the Curie temperature, i.e.,
the magnetic ordering) and cluster sizes determined by
the fundamental and soft modes (see Table 2 for partic-
ular samples).

4. CONCLUSIONS

The main results obtained in the above investigation
can be summarized as follows.

(1) Thereal spinel structure of Mn,Zn, Fe,0, ferrites
is characterized by local distortions of the tetragonal,
orthorhombic, and rhombohedral types in the families
of high-index planes.

(2) The distortion of the rigid matrix structure is
accompanied by the excitation of the soft mode in the
structure and the formation of mesoscopic clusters
enriched with manganese and (or) iron ions.

(3) The experimental data are in agreement with the
results of calculations performed in the framework of
the model concepts. Within these models, it is assumed
that real sasmples differ in their sets of magnetic config-
urations of the interacting fundamental and soft modes
of quasi-two-dimensional structures (clusters), which
leads to variations in the physical parameters.
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Abstract—The stable generation of pairs of antiferromagnetic vortices at a domain wall moving at a velocity
of 12 km/s is investigated at the instant it passes through a defect in a thin plate of yttrium orthoferrite. The
velocities of avortex and an antivortex moving in opposite directions along the domain wall and being accom-
panied by solitary flexural waves are £16 km/s. The total velocity of antiferromagnetic vortices is close to the
maximum velocity of the domain wall, 20 km/s. Such a high velocity can only be due to the action of a quite
large gyroscopic force. An external dc magnetic field (400 Oe) applied along the b axis of the orthoferrite
affects this velocity insignificantly. The effective magnetic field that violates the Lorentz invariance of the
dynamics considerably exceeds this value. © 2001 MAIK “ Nauka/lInterperiodica” .

1. INTRODUCTION

The possible existence of ferromagnetic vortices
follows from the Landau—Lifshitz equation describing
the motion of a magnetic moment [1, 2]. For experi-
mental observation of static magnetic vortices in
domain walls (DWs) of garnet-ferrite films, the method
of dark-field anisotropic diffraction of light [3] isdevel-
oped. The action of gyroscopic forces on magnetic vor-
ticesin domain walls of garnet ferrites was predicted in
[4]. The dynamics, pair collisions, and the soliton-like
behavior of magnetic vortices in domains walls of gar-
net-ferrite films were studied in [5, 6] on the basis of
detection of the solitary flexural waves accompanying
these vortices. Theoretical predictions of the possible
existence of antiferromagnetic vorticesin domain walls
at low temperatures were made in [7, 8] for orthofer-
ritesand in [9] for easy-plane antiferromagnets.

The first experimental observations of solitary flex-
ural waves in domain walls of yttrium orthoferrite at
room temperature were described in our earlier publi-
cations [10, 11]. Strong local slowing down of a
domain wall moving initially at asupersonic velocity of
12 km/s with the help of a decelerating magnetic field
of asolitary wire crossing the domain wall was used to
generate waves. It is well known that a nonhysteretic
transition from the sound velocity to a supersonic
velocity and back, as described by Maxwell’srule[12],
takes place for adomain wall of the Néel type at the end
of theregion of constancy of aDW velocity equal to the
velocity of transverse sound. The solitary flexural
waves that accompany antiferromagnetic vortices were
studied in [13, 14].

2. EXPERIMENTAL RESULTS

In this paper, we present the results of investigating
the generation of solitary flexural wave pairsin domain
walls of yttrium orthoferrite moving initially with a
supersonic velocity and analyze their dynamics in the
presence of an external magnetic field along the b axis
of the crystal. The results confirm the law of topologi-
cal-charge conservation for an antiferromagnetic vor-
tex—antivortex pair accompanied by solitary flexural
waves during their generation. The analysis of the
dynamicsin the presence of magnetic fields perpendic-
ular to the weak-ferromagnetism axis of orthoferrite
carried out by us hereisimportant in understanding the
origin of the forces that drive antiferromagnetic vorti-
ces. The experiments on the generation of antiferro-
magnetic vortices in a thin 30-um yttrium orthoferrite
plate at room temperature were carried out using the
method of high-speed double-exposure photography in
the same manner as in our previous works. The plate
was cut at right anglesto the optical axis. The nhormal to
the plate forms an angle of 52° with the weak-ferro-
magnetism c axis. The magnetic field produced by the
two coils, which had an inner diameter of 1.5 mm and
were applied over the sample through a thin cover
glass, had, in addition to the component along the c
axis, acomponent along the b axis of approximately the
same magnitude. This component is important for vio-
lating the Lorentz invariance of the DW dynamics in
orthoferrites and can lead to the emergence of a non-
zero gyroscopic force driving antiferromagnetic vorti-
ces along the domain wall. Estimates of the topological
charges of antiferromagnetic vortices accompanied by
solitary flexural waves, which were obtained from
experimental data [13, 14] and theoretical calculations
[15], are found to match. Figure 1 shows a high-speed

1063-7834/01/4308-1563%$21.00 © 2001 MAIK “Nauka/Interperiodica’



Fig. 1. Double-exposure high-speed photograph of a gener-
ated pair of solitary flexural waves accompanying avortex—
antivortex pair in the second (upper) position of an ascend-
ing domain wall in an yttrium orthoferrite plate. The dark
band is the region crossed by the domain wall during the
time between two light pulses.

Fig. 2. Double-exposure high-speed photograph of a gener-
ated pair of two solitary flexural waves moving in opposite
directions and accompanying the antiferromagnetic vortex
and antivortex in a domain wall moving at a velocity of
12 km/sin ayttrium orthoferrite plate.

double-exposure photograph of an ascending domain
wall in an yttrium orthoferrite plate. The first position
of the domain wall (transition from the light to dark
region) is shown in the lower part of the photograph.
The second position of the domain wall corresponds to
thetransition from the dark to the light region. The dark
band is the region traversed by the domain wall during
the time between two light pulses. In the | eft part of the
figure, the domain wall is amost rectilinear and moves
at a velocity of 4 km/s. In the right part of the photo-
graph, a transition to a supersonic velocity of 12 km/s
takes place. In the first position, solitary flexural waves
are not yet observed at the domain wall. In the second
position of the domain wall in Fig. 1, asingularity con-
sisting of two rectilinear intersecting segments, which,
in accordance with Fig. 2, arethe fronts of solitary flex-
ural waves moving in opposite directions, is clearly
manifested. The generation of apair of solitary flexural
wavesisvery stable. Every time the domain wall inter-
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sects the position marked by the arrow in Fig. 1 a a
velocity of 12-13 km/s, apair of solitary flexural waves
is generated (Figs. 1, 2). Solitary flexural waves as a
single entity lag behind the domain wall and have sharp
leading fronts and extended trailing fronts. Figure 2 can
be used to determine the velocity of waves along the
domain wall. They move in opposite directions at the
same speed, 16 km/s. The external magnetic field driv-
ing the domain wall as a single entity can only deceler-
ate solitary waves. The only possible reason for the
motion of solitary flexural wavesalong the domain wall
is a gyroscopic force acting on the antiferromagnetic
vortices and antivortices accompanied by these waves.
In accordance with Figs. 1 and 2, the generation of a
pair of solitary waves provesthevalidity of the topolog-
ical-charge conservation law in the case of generation
of antiferromagnetic vortices at adomain wall moving
with a supersonic velocity in yttrium orthoferrite. For
the light pulse of duration 250 ps used, no local decel-
eration of the part of the domain wall near a defect is
observed and only the generation of a pair of solitary
waves can be seen. The quasi-static advance of the
domain wall clearly indicates the presence of a defect
retarding the domain wall in the region of the genera-
tion of a pair of solitary flexural waves. The dynamics
of domain walls in orthoferrites can be described in
terms of the quasi-reativistic Lorentz-invariant o
model with the maximum velocity equal to the velocity
of spin waves in the linear region of their dispersion
relation [6, 16]. For aDW velocity of 12 km/s, the total
velocity of each of these solitary waves is close to the
limiting velocity and is equal to 19.5 + 0.5 km/s. Such
avelocity can apparently be due to a strong gyroscopic
force acting on the antiferromagnetic vortices. In a
magnetic field directed along the b axis of orthoferrite,
the Lorentz invariance of the DW dynamics can be vio-
lated, as shown in [17, 18]. In accordance with the
results of those works, the gyroscopic force acting
along the domain wall in this case is proportional to the
magnetic field applied along the b axis of orthoferrite.
These results are applicable to velocities much smaller
than the maximum vel ocity. In thisconnection, it would
be interesting to study the dynamics of solitary flexural
wavesin magnetic fieldsdirected along the b axis of the
crystal. The time dependence of distances traversed by
these two waves along a domain wall in a magnetic
field of £400 Oe is presented in Fig. 3. The velocity of
vortices along the domain wall iscloseto 16 km/s. The
difference in the velocities in these two cases does not
exceed 5-7%, so that the effective field destroying the
Lorentz invariance of the DW dynamics and generating
the gyroscopic forceis much stronger than that used by
us. For more accurate determination of the magnitude
of this field, a similar experiment must be made in
stronger magnetic fields applied along the b axis. If the
magnetic sublattices of orthoferrite are not equivalent,
a gyroscopic force proportiona to the Dzya oshinski
field and not to h, can be generated [6]. The change in
the magnetic anisotropy in the vicinity of a defect can
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be of considerable importance in generating an antifer-
romagnetic vortex—antivortex pair.

3. DISCUSSION OF RESULTS

The central part of an antiferromagnetic vortex
moving under the action of a gyroscopic force must
contain an antiferromagnetic phase G, [13, 14]. This
phase is known to exist in dysprosium orthoferrite at
low temperatures. In the yttrium orthoferrite under
investigation, the phase transition G,F, — G, occurs
at room temperature in an unstable supersonic domain
wall decelerated by alocal defect or by amagnetic field
of a solitary conductor. In accordance with Figs. 1 and
2, the formation of two solitary waves proceeds simi-
larly in magnetic fields directed along theb axisand in
opposite fields. This means that the sign of the gyro-
scopic force does not change in these two cases. The
pulsed magnetic field along the b axis created by a coil
and driving the domain wall at a velocity of 12 km/s
was 120 Oe. If the gyroscopic force changed its sign
upon reversal of the magnetic field along the b axis, the
generated solitary waveswould movein opposite direc-
tions and annihilate each other. This follows from our
earlier publications[11, 13, 14], in which antiferromag-
netic vortices were generated during local deceleration
of a domain wall, moving at a supersonic velocity by
using a magnetic field of solitary wires crossing the
domain wall. The total velocity of antiferromagnetic
vorticesinthe domain wall of yttrium orthoferrite mov-
ing a a velocity of 12 km/s is close to the limiting
velacity, 20 km/s, for the solitary flexural waves of all
amplitudes observed. A theory describing the dynamics
of antiferromagnetic vortices in orthoferrites, valid up
to the limiting velocity c of their motion, has not been
devel oped to date. The above experimental results show
that the effective magnetic field destroying the Lorentz
invariance of the dynamicsis much stronger than the dc
magnetic field along the b axis used by us and than the
b component of the pulsed magnetic field produced by
the cail driving the domain wall inthe orthoferrite. This
follows from the rather weak dependence of the veloc-
ity of antiferromagnetic vortices on the magnetic field
along thisaxis.

Static analysis of the symmetry of domain walls
moving by inertia in orthoferrites was carried out in
[6, 19]. In the dynamics of ac-type boundaries, the m,
component of the weak ferromagnetic moment along
the b axis differsfrom zero (it is proportional to V/c). A
similar result also holds for domain walls driven by a
magnetic field. This means that the gyroscopic force
may be proportional to V%/c? Under our experimental
conditions, the value of this quantity isnot small andis
equal to 0.36. Theinclusion of thisforce requiresaspe-
cia analysis, which is beyond the approximation V < ¢
adopted in al existing publications [15, 17, 18]. Anal-
ysis of the structure of moving domain walls has been
carried out only for homogeneous domain walls of the
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Fig. 3. Time dependence of distances traversed by the anti-
ferromagnetic vortex and antivortex in a magnetic field of
400 Oe directed (1) along and (2) opposite to the b axisin
an yttrium orthoferrite plate.

ac and ab types. For studying the symmetry of domain
walls with antiferromagnetic vortices, invariants of
higher orders than those for homogeneous domain
walls must be taken into account.
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Abstract—The one-dimensional saturation magnetization distribution M (x) in the vicinity of grain bound-

aries (GBs) is studied in (011) plates of soft magnetic aloys of the Fe-3% Si type in the framework of the
theory of micromagnetism. The mechanisms of the emergence of spatial inhomogeneities of the saturation mag-
netization near planar GBs are discussed. Calculations show that macroscopic regions Ax = 10 mm in extent
arise near GBs because of the p* effect. This result is supported by the experimental data. © 2001 MAIK

“ Nauka/Interperiodica” .

1. INTRODUCTION

Grain boundaries (GBs) are the most typical defects
of crystals[1-3]. They play animportant part in thefor-
mation of the domain structure and magnetic properties
of polycrystalline ferromagnets [2, 4—7]. The effect of
GBs on the magnetic propertiesis particularly great in
fine-grained and nanocrystalline materials [2, 7-10], in
which therelative volume of GBscan beaslarge as 10—
20% of that of the bulk phase. One of the mechanisms
of the GB influence is associated with the magneto-
static field H™(r) [which is referred to as the demagne-
tizing field HY inside the magnet and as the stray field
Hs outside it] produced by GBs[4, 5, 11-13]. Because
H™(r) is inhomogeneous, the total field Hi(r) = He +
H™(r) (where Heisauniform external field), aswell as
the magnetic induction B and specific electromagnetic
energy loss Pg, in grains, is aso inhomogeneous [14—
16]. In[11, 12, 15], the distributions of the magnetiza-
tion M and of the stray field H® near GBs were studied
experimentally in plates of an Fe-3% Si aloy, the sur-
faces of which were approximately parallel to the crys-

tallographic (011) plane. This paper is devoted to a
theoretical investigation of the spatial inhomogeneities
of the saturation magnetization M 5 and the reasons for
their occurrence near aplanar GB that separatesregions
with differently oriented [100Caxes in a plate of a soft
magnetic material of the silicon-iron type.

2. MODEL AND BASIC RELATIONS

We consider a 2h thick plate (infinite along the x;
and x; axes) of atriaxial silicon-iron-type ferromagnet
with magnetocrystalline anisotropy constant K; > 0.
Thex, axis of the rectangular coordinate system { x,, X,,

X3} isnormal to the plate surface. The plate contains a
planar GB separating regions 1 and 2. In these regions,

the (011) planes are parallel to the plate surface (the
X1X3 plane), but the easy magnetization directions (EDS)

[100Cmake angles oS and a5 with the x, axis, respec-
tively. The plane of the GB coincides with the yz plane
of arectangular coordinate system {X, y, zZz whose axes
x and z lie in the plate plane and make an angle y with
the X, and x5 axes, respectively. The x, and y axes coin-
cide, and the x axis is aligned with the normal n to the
GB (Fig. 1). When an externa uniform field H® is
applied along the x; axis, crystals 1 and 2 are magne-
tized to saturation (M = Mg). Since the plate and the GB
init areinfinite along the zaxis, we can assume that the
magnetization M isindependent of the coordinate z. We
also assume that the magnetization lies in the plate
plane (M, = 0) and isuniform acrossthe plate thickness,
that is, it is also independent of the coordinate y. In

Fig. 1. Geometry of the problem.

1063-7834/01/4308-1567$21.00 © 2001 MAIK “Nauka/Interperiodica’
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other words, we consider the case of the one-dimen-
sional magnetization distribution,

M (X) = Mg[cosB(x)e,+ sinB(x)e], (D)

where 0 is the angle between M and the normal n and
e and e, are the unit vectors along the corresponding
axes; the condition M2(x) = M2 = const isfulfilled auto-
matically.

The equilibrium distributions M (x) and 8(x) can be
found as a stationary (ast — ) solution to the Lan-
dau—Lifshitz equation [17, 18]:

oM _ 9o\ IM
W——QEUOMXH +M5Mx6t )

Here, gisthe gyromagnetic ratio and a, isthe damping

constant. The effective magnetic field H*" can be writ-
ten as

Heff — Hg(fc'l'Hﬁﬁ'f'Hﬁﬁ"'Heﬁ
1Pfec, 8fi, 3fn, 3fup (©)
“,05M ' 3M ' M T aML

where the effective exchangefield HS' | effective mag-
netocrystalline anisotropy field Hf" , external magnetic

field HY", and effective magnetostatic field H' can be
found as derivatives of the corresponding energy densi-
ties fo., fi, fh, @nd f,, with respect to the magnetization
M. Thetotal free-energy density f, which is the sum of
the exchange (f..), magnetocrystalline-anisotropy (f,),
and magnetostatic (f,) energy densitiesand of theinter-
action energy density f,, between the magnetization and
external field, has the form

A@'a] + K [S72(8— 0 , )

-] 4

. 4
+sin*(8-a?,

—HoMgCOSBH® — %quScoseme,
where A is the exchange constant. The magnetostatic

field H™ can be found from the well-known formula
[17, 18]

Hm

, ©)
In|(x=x)?+ (y—y)?dxdy.

4nM R J. J.dcosE)

One of the major difficulties in solving such problems
in the theory of micromagnetism [17-19] is the deter-
mination of the energy density f,, and the corresponding

effective magnetostatic field H f;’:f [seeEq. (3)]. Accord-
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ing to Eq. (1), M, = O; therefore, f, is independent of
fn(M,) and we have
eff _10f,
Hmy(X 2) = HoBM = 0. (6)

Using the standard methods [8, 17-19], the two other
components of the field HS' are found to be

+00

ff _ dcosfU 2h
Hox(X, 2) = Msjl FI% E—Z ctan(x_x)
(7)
(X=X 4n* |0,
Yon M o)
HY(x,2) = —tanOHT (x, 2). (8)

Here, x and X' are the coordinates of the source and of
the point of observation of the magnetostatic field,

respectively. The effective fields HS, HE', and H{'
are easily found using Egs. (3) and (4). Thus, Eg. (2)
takesthe form

90 _ 200 0 2Ad0, K,

0T~ 1+add pMidX 2p,M3

x[sin4(8—af ,—y) +sin’(8—af ,—y)

xs‘nz(e—aiz—v)]+M{Hesn(e—v) ©)

—2arctan

L1 sne(x)Idcose(X)[ 2_h

+-—-——In1

2h

AW’ dx B
l2 XD
(x=x) 0

where T = gyyMd is the dimensionless time. The
expression in the curly brackets on the right-hand side
of Eq. (9) isthetota torquel = (ijoMé)éflée (inrel-
ative units) provided by the effective field H®; the
termsin this expression are (in order) the torques asso-
ciated with exchange interaction (L), magnetocrys-
talline anisotropy (L,), externa field (L), and magneto-
dtatic field (L,,), respectively. The integro-differential
equation (9), which describes the process of the estab-
lishment of the equilibrium M (X) distribution, can be
solved only by numerical methods. For calculations, we
chose afinite region (D) —a < x < a with a > h. This
region is covered by anet x; with N cells. The spacings
of the net points along the x axis, A% = X — X% _4, Were
small enough for the angles 6; (defining the M g direc-
tion) to be considered constant within a cell. Outside
region D (Jx]| > &), the magnetization is assumed to be
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constant. Clearly, this last assumption introduces some
error into the calculations of 6(x), because H™ exists in
all space; however, this error can be made small by tak-
ing sufficiently large valuesfor a. Using the net approx-
imation and the finite-difference method, Eg. (9) is
reduced to the form

06, _

ZGD D 2A e?+l_26:] + e?_l
P 7 L 2
ot 1+ap0 MoMs

2

AX

+ 1 rgnager—a®-y)

2oMs
. 2,AN 0 : n 0
+8in"(6; —a; —y)sin2(6; —a; —y)] (10)
+ 2 Hesn(8"—y)
Mg '
1 . e COSO —cosB] | [
+2T[S|n9i Z—————————iij GO
J
where the function G;; is defined as
_ 2h _(x=x)°
Gij - 2(X|—Xj)arCtanXI_ J_ |4hJ
2 2 2
xIn 1+L2 +hin 42 * (%= X)) ;
(X% —X;) A+ (6 =x-0)7 (4
2h
_2(xi—xj_1)arctanxi_Xj_1
(% —X;_1)° 4h?
+ H‘l In|1+ .
4 (X —Xj_1)

Equation (10) is solved numerically using the iterative
technique [8, 19]. Theinitial distribution of angles Bio

(at time 1 = 0) is assumed to correspond to the orienta-
tion of Mg along the [1000axis in each of the adjacent

crystals 1 and 2. Each subsequent distribution Gi(”) in
the nth iterative cycle is calculated from the following

formula using the angles ef”‘” obtained in the previ-
ous iterative cycle:

(n—l)
=02+ 1, ).

T (12)

The procedure is terminated (at sometime t,;) once the
quantity € = max{Li/(|LieX°| + |L|k| + |L,h| + |Lim| )}
becomes smaller than 103,
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3. RESULTS AND DISCUSSION

Figures 2-6 show the results of calculations for a
2h = 0.25 mm thick plate of an Fe-3% Si alloy (A =
1.76 x 105 Ym, K; =3.4 x 104 Im3, Mg=1.59 x 10°A/m)

10+
1

8+

g
. 2

| |
1.5 3.0 45 6.0

0 + + t 1
-6.0-45-30-15 0

X, mm

Fig. 2. Variationsin the angle a(x) characterizing the orien-
tation of the saturation magnetization M gin the vicinity of

the GB (corresponding to x = 0) in a silicon-iron plate with
0((1) = 20, 0((2) =10°, and y=20° for various val ues of the exter-
nal uniform fild H® (1) 6, (2) 50, (3) 100, and (4) 500 KA/m.

1.591F

1.589

—

|91

o]

~J
T

M _1005(x), 10® A/m

1.585 ; ' '
-6.0-45-30-15 0

X, mm

| | | |
1.5 30 45 60

Fig. 3. Variationsin the projection of the vector M gonto the
[1000axis in the material under study in an external field
HE€ =6 kKA/m.

1.448
. 2
o 1444 © (N
< 1e
S 14401 o
EE [
[ )
1436 OOOM
1.432 . . . .
250 -125 0 125 250
X, Um

Fig. 4. Variations in the norma magnetization component
M,(X) in the vicinity of the GB for H® = 6 kA/m calculated
(1) with alowance for the exchange energy fe and
(2) without fgyc.
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-12.5 0 12.5 25.0
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Fig. 5. Torque curves for (a) -6 < x < 6 mm and (b) —25 <
X< 25 pm: (1) exchange Lg(X), (2) magnetocrystalline-
anisotropy Ly(x), and (3) external-field L,(X) and (4) magne-
tostatic-field L,(X) torque components.

Fig. 6. Spatial distribution of the H;n (x, y) component of

the magnetostatic field H™ in the vicinity of the GB in the
plate under study for H® = 6 kKA/m.

for angles ad = 2°, o = 10°, and y = 20° (the width of
the calculation region istaken to be 2a = 12 mmfor this
plate). Figure 2 conveniently shows the angle a(x) =
B(x) —y between M and H® (the x; axis) and not the 6(x)
dependence. Most of the results discussed here corre-
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spond to the case of the externa field H® = 6 kA/m.
In this case, under the action of thefield H¢, the magne-
tization Mg is oriented along a fixed direction close to
the [1000axis in each crystal in regions far from the
GB. For thisreason, intheregionsx<—-5and x=5mm,

the values of the angle a(x) are close to a) and a3,
respectively (Fig. 2, curve 1), and the projection Moo
of the vector M gonto the [100Caxis (Fig. 3) iscloseto
the saturation magnetization value (M= Mg= 1.59 x
10°A/m) at distances Ax larger than 5 mm from the GB.
As the GB is approached, the departure of the vector
Mg from the corresponding [100[Jaxis progressively
increases; that is, the projection My decreases as
X —» 0 (Fig. 3). For this reason, the discontinuity of
the normal magnetization component M, a the GB
(i.e., at x=0) disappears, AM,, = 0 (Fig. 4). It should be
noted that this behavior of the magnetization M near
GBs was observed experimentally in plates of silicon
iron[11, 12, 15]. From Figs. 2 (curvel), 3,and 4, it can
be seen that the vector Mg deviates from the 1000
direction most sharply in the immediate vicinity of the
GB (|x| < 10 um, region 1). At large distances from the
GB (10 um < |x] < 5 mm, region I1), the magnetization
distribution M (X) becomes significantly lessinhomoge-
neous and, for [x| > 5 mm (region I1I), it is virtually
homogeneous in the case of the external-field strengths
under discussion (H® = 6 kA/m, Figs. 2, 3). Thereason
for such an M(x) distribution becomes clear from
Fig. 5, whichshowsthelL.L,, L}, and L, torque curves
(in equilibrium, the total torque L is equal to zero). In
region I, the rotation of the vector M g, which resultsin
the disappearance of the discontinuity AM,, at the GB
(Fig. 4), is basically due to the short-range exchange
torque L, (Fig. 53, curve 1). Intheregion |x| > 10 um,
the contribution from L, to the total torque L becomes
negligible in comparison with the magnetostatic-field
torque L, (Fig. 5, curve 4). Thislast torque, combined
with L;, (Fig. 5, curve 3), balances the magnetocrystal-
line anisotropy torque L (Fig. 5, curve 2), which tends
to hold the vector Mg in the [1000easy magnetization
direction. Therefore, in a macroscopic region of width
Ax of the order of 10 mm on both sides of the GB
(region 1), which is the greater part of the inhomoge-
neous M distribution region around the GB, the inho-
mogeneous deviation of the atomic magnetic moments
from the [100CBxisis caused by the magnetostatic field
H™(Fig. 6); i.e., it isthe u* effect [5, 15]. At large dis-
tancesfromthe GB (inregion 11, inwhich L, < L, and
LX) depends on x only dightly), the weakly inhomo-
geneous a(x) distribution (Fig. 2, curve 1) is basically
caused by thetorque L, dueto the uniform external field
He (Fig. 5, curve 3). As the field He® is increased, the
perturbations &M of the magnetization M gradually
decrease in the vicinity of the GB and, in fields H® >
500 kA/m, are almost completely suppressed (Fig. 2),
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with the atomic magnetic moments being aligned with
the field H®.

In closing, we note that the equilibrium magnetiza-
tion distribution M (x) in the vicinity of the planar GB
investigated here in a polycrystalline silicon-iron-type
ferromagnet is similar to the structure of domain walls
to some extent [18]: in both cases, the vector Mg is
smoothly rotated from one fixed direction to another.
However, unlike domain walls whose typical widthisd
= 10°-10" mm, the region of the inhomogeneous M
distribution in the vicinity of agrain boundary has mac-
roscopic dimensions (Ax = 10 mm) in soft magnetic
materials, because the long-range magnetostatic field
H™ plays a decisive role in the latter case. The results
obtained in this paper agree in a qualitative manner
with the relevant experimental data[15].

4. CONCLUSIONS

The main results of this paper are the following.

(1) A dationary solution to the Landau-Lifshitz
equation (for t — o) isfound. This solution describes
the one-dimensional distribution of the saturation mag-
netization M (x) in the vicinity of aplanar GB in aplate
of atriaxial silicon-iron-type ferromagnet placed in an

external magnetic field He. The GB isa(011) interface
between crystallites which differ in the orientation of
the [100Ceasy magnetization direction.

(2) The normal magnetization component does not
undergo a discontinuous change (AM,, = 0) at the GB;
the magnetization M rotates smoothly in the vicinity of
the GB, which is due to the exchange torque L.

(3) In macroscopic regions Ax = 10 mm wide near
the GB, which are the greater part of the region in
which the M distribution isinhomogeneous, the pertur-
bationsdM are duetotheu* effect, i.e., tothedeparture
of the atomic magnetic moments from the easy magne-
tization direction under the action of the magnetostatic
field H™ arising from the GB.
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Abstract—The propagation of ultrasonic wavesat afrequency of 770 MHz in al gy g,5Srg 17sMNOz single crys-
tal isinvestigated in the temperature range 350-150 K. It isfound that the velocity, attenuation, and mode com-
position of ultrasonic waves change at temperatures of 315280 and 220 K. These changes correlate with the
structural and magnetic phase transitions and can be explained in terms of the Jahn—Teller distortions of the

crystal lattice. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Different models proposed for the explanation of a
giant magnetoresi stance in perovskite-like manganites,
for example, the ferromagnetic—antiferromagnetic
phase separation [1] and double exchange [2, 3] mod-
els, do not offer unambiguous interpretation of the
experimental data. Aswas shown in theoretical studies
(see, for example, the review by Loktev and Pogorel ov
[4]), this situation can be improved with the inclusion
of astrong Jahn—Teller effect for Mn®* ions.

Investigations of the Jahn—Teller phasetransitionsin
ferroelectrics and magnets by ultrasonic spectroscopy
[5] have demonstrated that this method can provide
important information on the specific features of crystal
and magnetic structures of manganites. The high effi-
ciency of acoustical measurements was confirmed by
the first experiments performed at frequencies of
~1 MHz, which revealed changes in the ultrasonic
wave velocity due to structural or magnetic phase tran-
sitions [6-9].

2. EXPERIMENTAL TECHNIQUE

We carried out a detailed acoustical investigation
involving measurement of the velocity and attenuation
of ultrasound at frequencies three orders of magnitude
higher than those used previously. The choice of the
La _,Sr,MnO; (x = 0.175) manganite as the object of
investigation was made for the following reasons:
according to the phase diagram (see Fig. 1 in [4]), this
compound undergoes a number of structural and mag-
netic phase transitions and exhibits a giant magnetore-
sistance over a rather wide range of temperatures.
Moreover, the transport and magnetic properties of this

manganite have already been studied in a number of
works. A single crystal of Layg,sSro7sMnO; was
grown by zone melting with an optical beam. The sam-
ple was prepared in the form of arectangular parallel-
epiped (4.85 x 8.2 x 7.9 mm in size) with faces perpen-
dicular to the [100], [010], and [001] axes to an accu-
racy of 0.5°. According to x-ray diffraction analysis, the
sample had a single-phase composition. The ultrasonic
measurements were performed on an ultrasonic spec-
trometer [9] operating at a frequency of 770 MHz. The
longitudinal ultrasonic wave was initiated in the form
of narrow acoustic pulses (1, = 1 us) and propagated
along the [100] axis of the sample. The temperature of
the sample placed in a nitrogen-flow cryostat could be
changed stepwise from 350 to 150 K and in the oppo-
sitedirection. At each temperature, the samplewas held
until a homogeneous temperature distribution over the
sample was attained.

3. RESULTS

The ultrasonic measurements revealed a number of
temperature anomaliesin the velocity v and the attenu-
ation coefficient a of ultrasonic waves (Figs. 1, 2).
First, anincreasein the velocity v, and adecreasein the
attenuation coefficient a; of the longitudinal acoustic
waves are observed in the range 325-305 K. A further
decrease in temperature from 305 to 285 K leads to a
drasticincreasein a, and adecreasein v. At T=285K,
the longitudinal mode almost completely disappears.

A new acoustic mode appears in the temperature
range of ~315 K (Fig. 3). This mode corresponds to
transverse acoustic waves with avelocity v,. Thelongi-
tudinal and transverse modes are separated in time in
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the second receiving piezoel ectric transducer dueto the
difference between the velocities v, and v,. The ampli-
tude of the transverse mode gradually increases with a
decrease in temperature in the range ~315-285 K
(Fig. 3). At T= 280K, the v, velocity increases sharply.
With a further decrease in temperature from 275 to
230 K, thevaluesof v, and a, remain virtually constant.
However, at T = 220 K, the v, velocity again increases
and the a; attenuation coefficient decreases. It should
be noted that the transverse mode is observed over the
entire temperature range (~315-150 K). In the ranges
of temperature anomalies in the velocity and the atten-
uation coefficient, the temperature hysteresisisequal to
8-10K.

4. DISCUSSION

The discussion of the results obtained will be based
on the experimental data and theoretical models that
describe strong coupling between the magnetic and | at-
tice subsystems in manganites. The majority of these
models are presented in reviews[1, 4].

The ABO; perovskite should ideally have a cubic
structure [4]. This structure can be represented as a
combination of vertex-shared octahedra BO;. Each
octahedron is formed by the B ion located at its center
and by oxygen ionsin its vertices. Each ligand formed
by O% ions is shared by two nearest octahedra. As a
conseguence, independent rigid rotations of individual
octahedra are hindered [4]. Perovskites with a cubic
symmetry arerarely occur. Thelowering of the symme-
try can be caused by the displacement of ligand ions
from the equilibrium positions in a cube due to regular
rotations or deformations of octahedra without a
changeinthelocation of B transition metal ionsat their
centers. The rotation of an octahedron about the [110]
axis of a cube leads to an orthorhombic distortion (a #
b#canda = =y=90°), and the rotation of an octa-
hedron about the [111] axis brings about a rhombohe-
dral distortion. The factors responsible for the lattice
distortioninLa, _,Sr,MnO; crystals can bedivided into
two groups: (1) the misfit of cation sizes upon the inter-
valent subgtitution La** — Sr?* and the change in the
valence state of the ion with an intermediate valence
Mn3* —= Mn* upon doping with Sr?* ions and (2) the
cooperative Jahn-Teller effect for Mn3* ions. In this
case, the removal of the existing twofold and threefold
degeneracies of the g, and t,, sublevels results in dis-

placement of the O? ions. The strongest octahedron
deformation can be observed in the (001) plane. Conse-
guently, cubic manganite transformsinto orthorhombic
manganite with two Mn ions per unit cell; i.e., the unit
cell isdoubled [4]. The decisiverole of Jahn—Teller lat-
ticedistortions manifestsitself inachangein thecrystal
structure, depending on the degree of doping. For
example, a T > T, the crystals have an orthorhombic
latticeintherange 0 < x < 0.15 and arhombohedral lat-
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Fig. 1. Temperature dependences of the ultrasonic wave
velocity.
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Fig. 2. Temperature dependences of the attenuation coeffi-
cient of ultrasonic waves.

tice at x = 0.15. The transition to a higher symmetry
cannot be explained by the first factor but is quite con-
sistent with the Jahn-Teller effect. Actually, anincrease
in x should lead to a decrease in the Jahn—Teller distor-
tion due to both the decrease in the concentration of
Mn3* ions upon the Mn%* — Mn* transition and the
thermostimulated redistribution of charge states
2Mn®* —= Mn** + Mn?* with anincreasein thetemper-
ature. The magnetic structure of manganites below the
transition is primarily determined by the degree of dop-
ing [10]. At 0 < x < 0.15, the manganites have an anti-
ferromagnetic structure. In this case, the magnetizations
of the adjacent basal planes (001) are directed toward
each other as the result of a weak interplanar exchange
interaction. As x increases in the range 0.15-0.5, the
antiferromagnetic ordering gives way to ferromagnetic
ordering. This can be explained by the increase in the
concentration of Mn** ions and the strong exchange
interaction between Mn3* and Mn* ions. Within the
model of double charge exchange [2, 3], metallic con-
ductivity at T< T, intherange 0.15< x< 0.5 arisesonly
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Fig. 3. Oscillograms of ultrasound pulse propagation
through the sample: (1) exciting electromagnetic pulse,
(2) pulse of the longitudinal acoustic mode after passage
through a composite resonator, and (3) pulse of the trans-
verse acoustic mode.

when the spins of thed shellsof Mn** and Mn* ionsare
parallel to each other and free-carrier hopping from one
ionto the next ion in the Mn*—-0?—Mn3* system occurs
virtually without energy loss. The Jahn-Teller effect
gives rise to an additional barrier to carrier motion,
because each carrier hopping between the sites occu-
pied by Mn ions results in a local change in the ion
valence and, hence, a local deformation displacement
of theligands. Therefore, the carrier becomes a magne-
toelastic polaron, which brings about further narrowing
of the conduction band [11].

According to the Millis-Littlewood-Shraiman
model [11], the collectivization of Jahn—Teller distor-
tions of particular cellsleads to a considerable increase
intheelectrical resistivity at temperaturesabove T.. The
magnetic phase transition to the ferromagnetic phase
resultsin suppression of the Jahn—Teller distortions due
to an increase in magnetization, and the resistivity
decreases drastically, which is characteristic of the
compounds with x ~ 0.175 [12]. The application of an
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external magnetic field up to several teslas almost com-
pletely suppresses the Jahn—Teller distortions, which
gives rise to a giant magnetoresistance in the range
300-200K at x ~ 0.175. We believe that the generalized
model of the double exchange and Jahn-Teller distor-
tions explains the results obtained.

In our opinion, the high velocity v, in the tempera-
ture range 325-305 K is associated with an increase in
the acoustic stiffness of the crystal in the rhombohedral
phase, which agrees with the results obtained by Dar-
ling et al. [6]. Aswas shown in [11], theincrease in the
acoustic stiffnessis caused by the decrease in the mean
amplitude of octahedron rotations upon transition to the
rhombohedral phase.

The drastic increase in the attenuation coefficient q;
and the decrease in the velocity v, in the temperature
range ~305-285 K can be explained by the structural
phase transition from the rhombohedral to the orthor-
hombic phase, which is accompanied by a decrease in
the acoustic stiffness of the sample. As was noted
above, the decrease in the acoustic stiffness is associ-
ated with the enhancement of the Jahn—Teller effect for
Mn3* ions [5], whose concentration increases upon
transformation of Mn** ionsinto Mn®* ionsin the stud-
ied range [4]. The temperature range of the structural
phase transition corresponds to a change in the type of
electrical resistivity, which wasrevealed earlier in[12].
The observed jumps in the velocity v, and the attenua-
tion coefficient a, at T = 280 K correspond to the mag-
netic phase transition, which is aso attended by an
increase in the acoustic stiffness. The increase in the
acoustic stiffnessis quite consistent with the theoretical
model proposed by Lee and Min [13], according to
which the velocity of an acoustic wave increases and its
attenuation decreases at T < T.. These changes in the
elastic parameters after the transition of the studied
crystal to the ferromagnetic state are explained by a
partial suppression of the Jahn—Teller distortions of the
crystal lattice due to spontaneous deformations caused
by the sample magnetization. Usually, upon similar
magnetic transitions, the ultrasonic attenuation at tem-
peratures below T, in the absence of the Jahn—Teller
effect increases as the result of scattering by magnetic
domains [3]. The changes in the velocity v, and the
attenuation a; at T = 220 K can be brought about by
another structural transition, which is associated with
further suppression of the Jahn—Teller distortionsdueto
the increase in magnetization. The appearance of the
new acoustic mode should apparently be ascribed to a
strong magnetoelastic interaction. Consequently, this
mode can be treated as a transverse magnetoelastic
mode. This is aso confirmed by the electromagnetic
generation of sound at temperatures close to T, which
was observed in[7]. A sharp decreasein theintensity of
the longitudinal mode indicates the energy transfer to
the magnetoel astic mode.
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Asfollowsfrom the above analysis of the changesin
the velocity and attenuation of the longitudinal and
transverse acoustic waves, the spin—phonon interaction
is determined by the magnetostriction of particular unit
cells rather than by the magnetostriction of the sample
asawhole, because the bulk effect does not bring about
changes in the transverse modes [14]. Thus, our exper-
imental results demonstrated that the degree of defor-
mation of unit cellsin the crystal structure can be deter-
mined using ultrasonic spectroscopy.

According to the results obtained by Asamitsu et al.
[15], the magnetic field, when applied at temperatures
in the range 300-200 K, brings about an increase in the
acoustic stiffness of the crystal. This indicates that the
Jahn-Teller distortions of the crystal lattice are sup-
pressed, and, as a consequence, the crystal undergoes a
transition to the rhombohedral phase. Therefore, it can
be assumed that, in the case of a strong exchange, the
giant magnetoresistance phenomenon in the studied
samples in the temperature range 300200 K is caused
by the complete suppression of Jahn-Teller lattice dis-
tortions.
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Abstract—A study of the special features of contribution of domain boundaries to the effective permittivity

ga Of a TGS crystal is made in electric fields of various frequencies and in a wide temperature range of the
polar phase, up to the phase transition temperature. In considering the experimental data obtained, we classify
the defects into three types depending on their interaction strength with the domain boundaries. Using the
approach developed, we explain the frequency and temperature dependences of the contributions from the hys-

teretic and relaxation mechanisms of motion of the domain boundaries to £ . © 2001 MAIK “ Nauka/Inter-

periodica” .

1. INTRODUCTION

It is well known that the study of the processes of
polarization and polarization reversal in ferroelectrics
plays an important role both in investigations into the
fundamental properties of these materials and in con-
sidering their possible applications [1-3]. Of specia
importance is the determination of the character of
interaction of domain walls (DWSs) with defects of the
crystal lattice. In earlier works on direct observation of
DW motion in crystals of Rochelle salt (RS) and KDP,
Mitsui and Furuichi observed continuous growth of the
domains hand in hand with discontinuous growth [4, 5].
Further investigations, performed using both direct and
indirect [6-8] methods, verified their hypothesis on the
existence of hysteretic and relaxation mechanisms of
polarization reversal. By the relaxation mechanism of
the polarization reversal is meant a mechanism for
which the DW motion is continuous (the resistance to
their motion isanalogousto viscousfriction) and due to
thermal activation of nuclei [9], while the polarization
reversal mechanism that is associated with the jumplike
DW motion is caled the hysteretic mechanism (by
analogy with dry friction); each jump isassumed to cor-
respond to the switching of some macroscopic volume
near the DW when the electric field attains a certain
value (field-activated nucleation) [10-12].

In [7], it was noted that some information on the
character of the domain contribution to the RS crystal
polarization can be obtained from oscillograms of fer-
roelectric hysteresis loops (FHLS) in fields of various

amplitudes and at different temperatures. In [11], by
anayzing the amplitude dependences of the real (e;)

and imaginary (e4;) parts of the effective permittivity

€ and of the differential coefficient of electromag-
netic-field energy dissipationy=Ac"/e' of TGS crystals,
and by investigating FHLs, the DW dynamics was
found to differ in character at different amplitudes of
the polarization-switching field.

In further progress in studying the mechanisms of
DW motion, attempts were undertaken [12-14] to clas-
sify DW motion mechanisms on the basis of dielectric
spectra of the complex effective dielectric permittivity

* . .
€.+ and the corresponding FHL oscillograms of some
model ferroelectrics (RS, TGS, KDP, and others) in
electric low- (LF) and infralow-frequency (ILF) fields.
Those findings formed the basisfor amodel [15] which
allows one to quantitatively separate the contributions
of different DW motion mechanismsto the LF and ILF
dielectric properties of ferroelectrics and related mate-
rials by analyzing the shape of FHLs. In [16], an
attempt was made to analyze the FHL parameters and
quantitative contributions from different DW motion

mechanisms to €y in combination with visual obser-
vations of polarization reversal.
In this work, we studied the contribution of DWs to

€y of a TGS crystal in electric fields of various (LF
and ILF) frequencies and the evolution of strong and
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weak defects interacting with the DWs under variation
inthe frequency of the polarization-switching field over
a wide temperature range, including the phase transi-
tion (PT) point.

2. EXPERIMENTAL TECHNIQUE AND SAMPLES

The experimental study and analysis of the main
features of the contributions from relaxation and hys-
teretic mechanisms of DW motion to the LF and ILF

permittivities €.; and ez were carried out by com-

puter processing of a family of FHLs (for details, see
[17, 18]) measured with the help of an oscillograph and
recorded in asinusoidal electric field of an amplitude of
E,=74V/cm (thisisthe typical polarization-switching
field in which the most significant contribution of the

DWs to €5, is observed) at frequencies v = 0.05, 0.1,

1.10, and 90 Hz in the polar phase. The contributions
from the hysteretic and relaxation mechanisms of the

DW motion to €4 and eg; of the TGS crystal were

determined. The TGS crystal was in the form of a
plane-parallel plated = 1.1 mmthick of a'Y cut with the
surfaces polished to optical quality. Silver electrodes of
an area of S= 15 mm? each were applied onto the sur-
faces of the polar cuts through the rolling of athin foil.
M easurements were taken with the use of an electronic
temperature stabilizer in a feedback bridge arrange-
ment in a quasi-steady-state temperature regime (the
crystal was held at each temperature for a minimum of
30 min). The accuracy of maintaining the temperature
was no worse than 0.05 K, and its measurement accu-
racy was to within 0.001 K.

3. EXPERIMENTAL RESULTS
AND DISCUSSION

Asin the case of TGS and DTGS crystals [18, 19],
the shape and the size of FHLs of the TGS crystals
investigated in this work essentially depend on the fre-
guency of the polarization-switching field (with the

1577

field amplitude Eq kept constant). In the case under con-
sideration, the applied field isequal to E, = 74 V/cm; in
this case, a sizable part of the sample volume is sub-
jected to switching and its size depends on the fre-
guency of the polarization-switching field (frequency
dispersion of the switched crystal volumeis observed).
One can maintain with a fair degree of assurance that,
as is the case with RS crystals [20], the DWs interact
differently with defects of the crystal lattice at different
frequencies (strong defects are transformed into weak
defects, and/or the reverse occurs). One might also
expect ssimilar phenomena to arise when investigating
the temperature dependences of the contributions from
the hysteretic and relaxation mechanisms of the DW

motion to €y and €g; provided that the frequency

and amplitude of the polarization-switching field are
constant.

Let us consider the frequency dependences (Fig. 1)
of the (percentage) contributions from the hysteretic
(g5) and relaxation (g;) mechanisms of the DW
motion to €4; at temperatures of 19.1 and 35.8°C.

(Notice that the €4(T,v) and & (T,Vv) dependences
behavein asimilar way.) It can be seen that the charac-
ter of the g4(v) and &;(v) dependences drastically
changes in going from T; = 19.1 to T, = 35.8°C. For
example, at T,, as the frequency of the polarization-
switching field increases, the contribution from the hys-
teretic mechanism (&) of the DW motion to e first
increases then passes through a flat maximum and
decreases. At T, al things occur in a different manner
(Fig. 1a). As for the contribution from the relaxation

mechanism (g,) of the DW motion to €, it is charac-
terized by opposite dependences (Fig. 1b) to those pre-
sented in Fig. 1la

Let us imagine the situation that possibly occurs at
temperatures T, < T,. Here, at very low frequencies, a
significant part of the weak defects interacting with the
DWsare ableto follow them when the latter movein an

60

V)
=)
T

Inv [Hz]

-4 -2 0 2 4 6
Inv [Hz]

Fig. 1. Frequency dependences of the contributions (in percent) from (a) the hysteretic and (b) relaxation mechanisms of the DW
motion to s;ff inasinusoidal electric field of an amplitude of Eq = 74 V/cm at temperatures (1) 19.1 and (2) 35.8°C.
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Fig. 2. Temperature dependences of the contributions (in percent) from (a) the hysteretic and (b) relaxation mechanisms of the DW
motion to s;ff inasinusoidal electric field of an amplitude of Eq = 74 V/cm at frequencies (1) 0.05 and (2) 90 Hz.

irreversible way. In this case, such DWs move continu-
ously (forces resisting their motion are similar to vis-
cous friction forces) and the relative contribution from

the relaxation mechanism of the DW motion to s’;f is

larger than that from the hysteretic one. As the fre-
guency increases, some of the weak defects are trans-
formed into moderate (intermediate) defects which are
not able to follow the DWSs, but, nevertheless, they do
not pin the DWs which freeze them. Breaking away
from these defects as from weak stoppers, the DWs
move discontinuously at agiven amplitude of the polar-
ization-switching field subjected to drag forces similar
todry-friction forces. In this case, the contribution from

the hysteretic DW motion mechanism to €k, increases

at the expense of the relaxation mechanism (therelative
contribution of the latter decreases). Finally, upon fur-
ther increase in frequency v, some defects grow in
strength so that they become able to pin the DWswhich
freeze them (strong defects). If this is the case, some
DWs oscillate between the neighboring strong defects
that pin them [21]; their motion is reversible and their

contribution to €5; correspondsto the relaxation mech-
anism. The contribution from the hysteretic DW motion

mechanism to €, decreases because of theincreasein

the contribution from the relaxation mechanism; this
was observed experimentally (Fig. 1).

At T, > T;, when thermal activation plays a more
essential role, a larger part of the crystal volume is
involved in the polarization-switching process (and,
accordingly, amuch larger number of DWs and defects
interacting with them are involved). Now, some of the
defects that were strong at T, and at the corresponding
frequency v turn into moderate defects and some of the
moderate-strength defects turn into weak defects. In
this case, the following process is possible at tempera-

PHYSICS OF THE SOLID STATE \Vol. 43

ture T,. As the frequency v of the polarization-switch-
ing field increases, some of the weak defects turn into
moderate defects and some of the moderate-strength
defectsturn into strong defects. If the second processis
faster than the first, one will observe a decrease in the
contribution from the hysteretic DW motion mecha

nismto €, and anincreasein the contribution from the
relaxation mechanism to €k, . This takes place for the

€, and €, dependences for the most part of the fre-
guency region investigated (Figs. 1a, 1b, respectively).
When the frequency v attains a certain limiting value
(which is defined by the temperature of the sample, by
the quantity and quality of the defects present in it, by
the amplitude of the polarization-switching field, etc.),
thefirst process becomes faster than the second. In this
case, one observes an increase in the contribution from
the hysteretic mechanism and a decrease in the contri-

bution from the relaxation mechanismto €x; (Figs. 1a,
1D, respectively).

In Fig. 2, the temperature dependences of the contri-
butionsto £ (expressed in percent) from the hysteretic

(g4) and the relaxation (g;) mechanisms of the DW

motion are presented. It is clear from Fig. 2 that, far
away from the PT, the relaxation DW motion is domi-
nant (its contribution exceeds 50%) in the samplefor all
frequencies investigated. With increasing temperature,
a redistribution between the DW motion mechanisms
occurs, and on approaching the PT, the hysteretic
mechanism becomes the main mechanism of the DW
motion. Let us trace how the redistribution between the
mechanisms can occur and how it depends on the fre-
guency of the electric field.

AsisseenfromFig. 2, thereisadifferencein behav-
ior between the £(T) and &,(T) dependences for the
various frequencies investigated. For example, for the
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frequency v = 0.05 Hz, a continuous increase in the
contribution from the hysteretic DW maotion mecha-

nism to €. is observed with increasing temperature

(the opposite situation takes place for €;(T). This can
be explained by the fact that, at very low frequencies of
the applied field, the effective amplitude of the DW
oscillations (and, accordingly, the crystal volume sub-
jected to switching) will be large even at room temper-
ature. In this case, some of the DWs moving in anirre-
versible way involve a substantial number of the mod-
erate defects and, as a result, the DW motion is
controlled by the hysteretic mechanism (the DWs expe-
rience aresistance analogousto dry friction). It is clear
that with increasing temperature, the relative contribu-

tionto € from the motion of these DWsisincreased.

At higher frequencies (v = 90 Hz) and at relatively
low temperatures, the effective amplitude of the DW
oscillationsis small and the motion of asignificant part
of the DWs is reversible; that is, it is controlled by a
relaxation mechanism analogous to viscous friction. A
risein temperature leadsto an increase in lability of the
crystal lattice and, consequently, of the lattice defects.
Asaresult, some of the moderate defects turn into weak
defects. Thelatter are ableto follow the DWsin the pro-
cess of the sample switching [20], thereby increasing
the contribution from the relaxation mechanism of the

DWsto €. For this reason, the increase in the contri-
bution from the relaxation mechanism of the DW
motion (reversible and irreversible relaxation DW
motion) to e, takesplace up to T = 35°C. At tempera-
tures T > 35°C, the DWs move basically in anirrevers-
ible way, contributing both to the relaxation and hyster-
etic mechanisms of the DW motion. In this case, asthe
temperature increases, the role of the latter mechanism
grows, because the DW oscillation amplitude increases
and the moderate defects involved in the process of the
DW motion increase in number.

Thus, on the basis of the experimental data obtained,
we can make the conclusion that a redistribution
between the hysteretic and relaxation mechanisms of
the DW motion takes place, because these mechanisms
are associated with defectsthat are modified asthe tem-
perature and the frequency of the polarization-switch-
ing field are varied. It should be emphasized that, asthe
PT is approached, the role of the hysteretic mechanism
increases and it becomes predominant over the relax-
ation mechanism in the vicinity of the PT point for all
frequencies investigated, because the switched volume
of the TGS sample increases.
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Abstract—Data on spectra of short-lived optical absorption (SLOA) and luminescence induced in congruent
crystals of lithium niobate by a pulsed electron beam (0.25 MeV, 20 ns, 15-160 mYcm?) in atemperature range
of 80to 350 K are presented. Anisotropic bands with maximaat 1.6 and 4.0 eV, originating from the capture of
one and two conduction electrons by an (Nby,—NDb, ;) complex, respectively, and weakly polarized bands at 2.5
and 3.3 eV dueto holeslocated at Li and Nb vacancies areidentified in the structure of SLOA spectra. Cathodo-
luminescence (CL) of lithium niobate crystals is characterized by fast (1 < 4 ns) decay and a broad spectrum,
which contains the same bands as the SL OA spectra. It is shown that the change in theinitial amount of defects
in reduced crystals at 830 K results in an identical change in both the CL and SLOA spectra. A model which
treats the luminescence as the result of radiative nonphonon transitions that accompany the thermalization of
charge carriers captured into the ground state of apolaronisdiscussed. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Ferroelectric niobate crystals have found wide
application in various electro- and acousto-optical
devices and as a passive component in integrated
optics. The properties of these crystals are determined,
in many respects, by their structural defects, both those
intrinsic and originating under exposure to radiation
and other treatments. Therefore, a large number of
papers were devoted to the study of these defects (see,
e.g., review [1]). Many authors have observed changes
in the light absorption by LiNbO; crystalsin stationary
measurement conditions after exposure to ionizing
radiation [2—6] or after annealing in a reducing atmo-
sphere (in vacuum) [7-9]. On the basis of data on opti-
cal and EPR spectra, the structure of anumber of intrin-
sic color centers, of both electron and hole nature, was
reliably determined. The origin of these centers was
associated with a change in the charge state of Li and
Nb vacancies due to crystal nonstochiometry and also
with complexes containing antisite defects (Nb>* ions)
at theLi sites.

Information on the luminescence of LiNbO; crystals
excited by variouskinds of stationary radiation that dif-
fer in their history has been presented in many papers
[1, 5, 10, 11]. Their luminescence is characterized by a
low yield and a complicated spectral structure, which
depends largely on the kind of exciting radiation used,
the stochiometric composition [5], and the presence of
structural mechanical or radiation damage [10]. The
nature of the luminescence band at 2.8 €V in nonacti-
vated crystals is usually connected with the radiative

recombination of electrons and holes captured by
defects [5, 11]; however, the mechanisms of the lumi-
nescence and of the influence of various external fac-
tors on its characteristics remain unexplained. The
guestions of possible defect formation in the anionic
subsystem of the crystal and of self-localization and
decay of electron excitationsin thelattice regions with-
out defects are also open.

The purpose of the present paper is to study the
dynamics of formation and decay of short-lived defect
states created in a lithium niobate crystal by exposure
to short pulses of accelerated electrons using lumines-
cence and optical-absorption spectrometry with nano-
second temporal resolution.

2. EXPERIMENT

We used monocrystal LiNbO; samples which were
grown in the Institute of Crystallography and Solid
State Physics (Dresden) and had an approximately con-
gruent composition. The samples were cut out and pol-
ished in the form of rectangular plates of dimensions
1 x5x 8 mm; the zaxis of thecrystal wasaongitslong
edge. Samples were put in an optical cryostat with
quartz windows. Thezaxislied in the plane of observa-
tion, and the sample was irradiated by a pulse of accel-
erated electrons (0.25 MeV, 20 ns, 12-150 mJcm?) at a
temperature in the range from 80 to 350 K.

The change in optical transmission of the sample
induced by pulse irradiation was registered with the
help of a high-speed spectrometer, which included a
pulse source from a light probe (a flash lamp), a con-
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denser system, an MDR-3 grating monochromator, and
a broadband S8-12 storage oscilloscope. The temporal
resolution of the spectrometer was 7 ns. The spectral
sensitivity of the measuring system was calibrated with
the help of standard lamps. A Rochon quartz prism was
used for studying the polarization properties of the opti-
cal spectra.

3. RESULTS AND DISCUSSION
3.1. Spectra of Transient Optical Absorption

The exposure of LiNbO; crystals to radiation by a
single pulse of accelerated electronsresultsin their col-
oring in a wide spectral range from 4.0 to 1.0 eV with
maximum absorption at approximately 2.5 eV for al
crystals (Fig. 1a). For any photon energy, the increase
in optical density occurred instantaneously in terms of
the duration of exciting pulsesT < 4 ns.

Analysis of the spectral structure using the Alent-
sev—Fock method [12] and data on stable coloring [4, 5]
showed that the experimental curves can be well
described by a set of Gaussians (they are shown by
solid linesin Fig. 1a) with maximaat 1.6, 2.5, 3.3, and
4.0 eV. By measuring spectrain polarized light, it was
found that the induced absorption is noticeably aniso-
tropic; the spectral distribution of the absorption
dichroismd= (D, —D)/(D;+ Dp) isshowninFig. 2(D,,
and Dy are the optical densities measured in the cases
where the transmission plane of the analyzer is parallel
and perpendicular to the z axis of the crystal, respec-
tively). Thebandsat 1.6 and 4.0 eV, asfollowsfrom the
data in Fig. 2, are polarized and characterized by
approximately the same value of d equal to +0.25; they
are likely to be associated with absorption centers with
preferred orientation of the dipole moments of electron
transitions along the z axis of the crystal. This conclu-
sion isin good agreement with the assumption [8] that
the band at 1.6 eV is associated with small electron
polarons—electrons captured by (Nby,—Nb, ;) com-
plexes that are also directed along the z axis.

As for the band at 4.0 eV, we note that a band with
similar spectral parameters was recently observed
when experimentally investigating photochromic
effects in reduced LiNbO; crystals [9]. According to a
model suggested in [9], so-called Q bipolarons, which
are formed when two electrons are captured by adefect
consisting of two Nb ions at Li sites (Nby,—Nb,; com-
plexes), are responsible for the band at 4.0 eV. How-
ever, the pronounced anisotropy of the band at 4.0 eV
(Fig. 2) obviously contradictsthat model. A direct com-
parison of the spectra from [9] with those obtained in
early similar experiments [5] reveals their qualitative
similarity; this suggests that ordinary bipolarons local-
ized at (Nby,—Nb,;) complexes, which exist in large
amounts in congruent crystals, are responsible for the
band at 4.0 eV (and aso for anumber of lessintensive
accompanying bands distinguished by the authors of
[9]). Therelatively weak dichroism of the bands at 1.6
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Fig. 1. Spectra of (@) SLOA and (b) CL measured at the
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LiNbO; crystal at 295 K. Points represent experimental
data, and solid lines are the result of deconvolution into
Gaussians.
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Fig. 2. Spectral distribution of dichroism of the SLOA
induced by pulsed irradiation of an LiNbO; crystal at 295 K.

and 4.0 eV indicates that the transitions are not strictly
axial. We relate this fact to the influence of the Cou-
lomb field of the Nb vacancy, which locally compen-

sates the charge of antisite defects in the Nb; -V,
complexes[1].

The parameters of the isotropic short-lived optical
absorption (SLOA) bands at 2.5 and 3.3 €V coincide
with the parameters of earlier distinguished bands in
the spectraof samples exposed to x-ray radiation [2, 5];
therefore, it isreasonable to assumethat these bands are
due to hole polarons—O- centers located near Li and
Nb vacancies, respectively.
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Fig. 3. Kinetic dependences of optical-density relaxation
after pulsed irradiation of an LiNbO5 crystal at varioustem-
peratures T, K: (1) 80, (2) 295, and (3) 350.

3.2. Kinetics of Color-Center Recombination

We observed isothermal relaxation of induced
absorption after the termination of pulse irradiation at
various temperatures in the range from 80 to 400 K.
The relaxation ranged in duration from 102 to 10° s;
however, the intensity of coloring fell in time identi-
caly for various parts of the spectrum. Therefore, the
shape of the spectrum did not change with time.

Figure 3 shows the optical-density decay curves at
1.6 eV after irradiation by isodose pulses at 80, 295,
and 350 K. It is seen that, as the temperature is
increased above 80 K, the relaxation processes become
significantly faster, while the initial absorption inten-
sity is weakly dependent on temperature. Taking into
account the spectral-analysis data, this temperature
behavior of the transient absorption can be interpreted
asatypica consequence of the formation of color cen-
tersthrough the radiation-generated band carriersbeing
captured by crystal defects. This mechanism is also
supported by the character of the optical density
decreasing intime, D(t). The shape of the decay curves,
which are close to straight linesin the D(t)—logt coor-
dinates, corresponds best to the law describing, within
the framework of formal kinetics, the recombination of
the centers in donor—acceptor pairs through diffusion-
controlled tunneling charge exchange [13]. The extrap-
olated lifetimes of the centers, which were found from
the slope of the decay curvesin the D—(logt/t,) coordi-
nates, varied from 0.1 msat 350 K to 3.5 hoursat 80 K.

3.3. Pulse Cathodoluminescence of LiNbO; Crystals

When a crystal was irradiated, a weak flash of fast
decaying (T < 4 ns) bluish—white luminescence was
observed and the shape of its oscillogram was areplica
of the pulse form of the electron beam current. Lag
stages of the decay were not revealed down to an inten-
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sity three orders of magnitude lower. The intensity of
this luminescence in the LiNbO; crystal was very low;

it was 10°-10 as large as the intensity measured in
Csl under the same conditions. The luminescence spec-
trum excited by electrons at room temperature covers
therangefrom 4.1to 1.5 eV and hasthe form of awide
asymmetrical band with a maximum at 3.2 eV approx-
imately for all crystals and a pronounced shoulder in
the long-wavelength edge near 2.3-2.5 eV (Fig. 1b).
The result of deconvolution of the spectrum into com-
ponents isindicated in Fig. 1b by solid lines. It can be
seen that the cathodoluminescence (CL) spectrum is
satisfactorily described by a set of Gaussians centered
at 4.0,3.3,and 2.5eV.

Luminescence with a similar spectral structure was
reported to be observed in [10] for crystals excited by a
continuous €electron beam of 30 keV, but the authors of
that work did not discuss its nature. Luminescence
excited by UV light or x rays has a maximum intensity
at approximately 2.8 eV, according to datafrom[5, 11],
and is associated with recombination of electrons and
holes bound to defects. When the Li/Nb ratio in the sto-
chiometric composition was decreased, atendency to a
blue spectral shift was noted [5]. It is tempting to
assume that the CL spectra observed by us are also of a
recombination nature. However, the instantaneous
character of the luminescence decay on the scale of the
duration of exciting pulsesin comparison to thelagging
decrease in the induced absorption does not allow usto
connect this luminescence with radiative recombina-
tion of short-lived electron and hole color centers.

3.4. Formation of Color and Luminescence Centers
in Reduced LiNbO; Crystals

Direct comparison of the datafrom Figs. 1laand 1b
shows that the SLOA and CL spectrainduced by pulse
irradiation are described by the same set of Gaussians.
Although this result is a little unexpected, it is quite
reliable and is not a consequence of any experimental
error; additional information on the spectral behavior of
the SLOA and CL can be obtained from the following
consideration. The color centers arise in LiNbO; crys-
tals, as mentioned before, because the charge carriers
generated by irradiation are captured by existing
defects of the cation sublattice and become small
polarons; the optical absorption originates from photo-
induced electron (hole) transitions from the localized
ground state onto more or less equivalent ions sur-
rounding the defect. The position of the photon energy
absorbtion peak depends on the charge of the defects
that trap the carriers [14]. Therefore, by changing the
nature of defects through appropriate treatment of the
crystal, one can modify the short-lived optical spectra
induced by pulsed irradiation.

The results of investigating the SLOA and CL in
samples reduced by annealing in vacuum (~0.1 Pa) at
T =830K for 4 hours are presented in Fig. 4; the spec-
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tra are measured under the same conditions as those
presented in Fig. 1 for congruent crystals. A compari-
son of thedatain Figs. 1 and 4 showsthat the reduction
of the crystal results in identical modifications of the
SLOA and CL spectra: adecreasein theintensity of the
basic bands at 3.3 and 2.5 eV and the appearance of a
new band (in the high-energy region of the spectra)
with its center at 3.6 and with a half-width of ~0.6 eV.
In our opinion, thisidentity of the CL and SLOA band
profiles cannot be amere coincidence and directly indi-
cates the existence of a specific emission mechanism of
fast decaying broadband luminescence with an
extremely small Stokes shift.

Thechangeinthe CL and SLOA spectradueto sam-
ple reduction by annealing might occur for the follow-
ing reasons. It is agreed [1] that, during reduction by
annealing, oxygen goes to the surface of the crystal,
leaving electrons which are localized at the antisite
defectsand form bipolarons. TheLi and Nbions, onthe
contrary, diffuse into the volume of the crystal and
occupy vacant cation positions, thereby decreasing
their concentration. It isthelast processthat islikely to
decrease the intensity of the hole bands at 3.3 and
25¢eV in the spectra of the reduced crystals. The
appearance of the band at 3.6 eV in the spectrain Fig.
4 indicates the emergence of a new deep trap for the
charge carriers. According to [8], the deepest traps
(antisite defects and niobium vacancies) exist in the
congruent crystal lattice mainly in the form of

Nb; -V}, complexes. Taking into account that, during

reduction by annealing, bipolarons are created in large
guantity, it seems reasonable to connect the origin of
the band at 3.6 €V with the modification of the charge
state of the antisite defectsin the complexes; this occurs
when an antisite defect captures two conduction elec-
trons. In the field produced by the negative charge of
these electrons, the energy of the 2p° states of the oxy-
gen ions lying in the triangular bases of the two adja-
cent oxygen octahedrons surrounding Nb, ; and V , will
increase and, therefore, the hole trap will become
deeper. Thus, one can suppose that the short-lived
absorption band at 3.6 eV induced through the exposure
of reduced crystalsto irradiation is associated with the

holes bound to the niobium vacanciesin the Nb{ -V 3,
complexes.

3.5. On the Nature of Fast Decaying Luminescence
in LiNbO; Crystals

The common properties characterizing the pro-
cesses of formation of color centers and emission of
luminescence in lithium niobate crystals, such as a
weak dependence on temperature, the absence of tem-
poral stages lagging relative to the action of exciting
pulses, identical spectral parameters of the bands, and
identical dependences of the spectrum profiles on the
nature of defects, indicate an obvious correlation of
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Fig. 5. Scheme of small-polaron energy relaxation after
capture of a band carrier on a deep level within a two-site
model.

these two processes and allow oneto consider the CL in
LiNbO; as a phenomenon accompanying the process of
formation of color centers. Taking into account that
most of the energy of the CL flash comes from the
bands at 3.25 and 2.5 eV, corresponding to the optical
absorption of holeslocated at the Nb and Li vacancies,
it is reasonable to connect the origin of the CL flash
with radiative band hole trapping on the split-off
valence band levels of oxygen ions surrounding the
vacancies.

One of the possible reasons for the similarity
between the spectral characteristics of the absorption
and luminescence bandsiis, in our opinion, nonphonon
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radiative electron transitions in the process of capture
of charge carriers by deep traps. This process can be
described schematically in terms of configuration
curves within the two-site model of small polarons[15]
(Fig. 5).

Just after a band hole is trapped by one of the oxy-
gen ions surrounding the cation vacancy into the elec-
tron ground state of the center, thision (on the left in
Fig. 5) isin ahighly excited vibrational state; its relax-
ation ismainly nonradiative and is accompanied by the
creation of phonons. However, if one of the adjacent
equivalent ions O% (on theright in Fig. 5) makesatran-
sition, dueto afluctuation, to aconfiguration that nearly
corresponds to the thermalized state of the center, then,
in accordance with the Franck—Condon principle, the
hole will immediately make a transition to this station-
ary polaron state with emission of a photon with an
energy belonging to the same set of energy values that
correspond to possible (afterwards) transitions with
absorption of photons. It is clear that the probability of
the nonphonon radiative transitions described above is
quite low; however, the luminescence efficiency in
LiNbO; crystals, as noted before, is aso extremely
weak.

4. CONCLUSION

The results of our investigation of the spectral
kinetic properties of transient optical absorption and
luminescence induced in crystals of lithium niobate by
pulsed electron beams of nanosecond duration allow us
to make the following conclusions.

The defects produced in congruent crystal s by expo-
sure to electron pulse irradiation are electron and hole
color centers—electron polarons and bipolarons and
holes localized at Li and Nb vacancies; their structure
is entirely determined by the stoichiometric defects of
the crystals. Study of the dichroism of transient absorp-
tion showed that the formation of electron centers of
both types—polarons and bipolarons (the latter centers
are responsible for the absorption band at 4.0 €V)—is
caused by the localization of electronsat the Nby,—Nb ;
complexes oriented along the z axis. Optical manifesta-
tions of the processes of electron excitation decay with
color-center formation and luminescence are not
revealed in the lattice regions without defects.

Typical features of the luminescence excited by
pulsed electron beams are low efficiency, a broadband
form of the spectra, and an instantaneous character of
decay in the process of irradiation by exciting pulses.
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A comparison of the influence of temperature and
annealing of samplesin a reducing atmosphere on the
characteristics of fast-decaying luminescence and tran-
sient absorption shows that there is a direct relation
between the processes of photon emission and the for-
mation of transient absorption centers. Thisallowsusto
suppose that the fast-decaying luminescence in congru-
ent crystals of lithium niobate is caused by nonphonon
radiative transitions, which accompany energy relax-
ation of band charge carriers captured by deep traps.
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Abstract—The elastic matching of single- or polydomain ferroelectric phases R3m-P4mm, Cm-P4mm, and
R3m-Cm and the relaxation of mechanical stressesin PbZr, _,Ti,O5 solid solutions are investigated. The con-
ditions for constancy of the optimum volume concentrations of twin domains of the P4mm and Cm phases in
the vicinity of the morphotropic phase boundary in the x—T diagram are analyzed, and the correlation between
the morphotropic boundary and interfaces, namely, the planes of zero mean strains, is discussed. © 2001 MAIK

“ Nauka/lInterperiodica” .

Over the past few decades, the structure and proper-
ties of solid solutions of the perovskite-type oxides
Pbzr, _,Ti,O5 (PZT) have been investigated extensively
[1-3]. Particular attention is centered on the problem
concerning the coexistence of ferroelectric phases in
the morphotropic transition region [4—7]. Recent exper-
imental studies [8-10] revealed a new monaoclinic fer-
roel ectric phase whose space group of symmetry Cmis
the symmetry subgroup of the ferroel ectric phases R3m
and P4Amm. Noheda et al. [10] performed precision
structural investigations of a series of PZT ceramic
compositions at different temperatures T and molar
concentrations X, determined the phase coexistence
regions, and presented a fragment of the new x-T dia
gram of PZT solid solutions in the vicinity of the mor-
photropic phase boundary (in [10], the morphotropic
boundary is considered to mean the Cm-P4mm inter-
face, unlike the conventional concepts[1-3]). The goal
of the present work wasto investigate the el astic match-
ing of ferroelectric phases (R3m-P4mm, Cm-P4mm,
and R3m-Cm) and to elucidate the role of the new
phase Cmin the formation of heterophase structuresin
PZT solid solutions.

It is assumed that a mechanically free crystal or an
individual crystallite of PZT ceramicsundergoes afirst-
order phase transition between two ferroelectric
phases. The axes of the Cartesian coordinate system
(X1XX5) are oriented parallel to the crystallographic
axes of a perovskite cell of PZT in the paraglectric
phase Pm3m. In the chosen coordinate system, the basis
vectors (a; by; ¢;) of the unit cells of 90° domains (the
mechanical twins of the PAmm phase) are parallel to
([100], [010], [001]) and ([010], [001], [100Q]) and their
volume concentrations are equa to n, and (1 — n,),
respectively. The R3m phase can be separated into 71°
(109°) domains in which the basis vectors of unit cells

(a; by; ¢) are oriented at an angle w of displacement
along ([100], [010], [001]), ([100], [010], [001]),

([200], [020], [001]), or ([100Q], [010, [001]). Twin
domains of the Cm phase with the basis vectors of unit
cells (a,,; by, ¢ and the volume concentrations n,, and
(2 —n,,) areassumed to be oriented (with correction for
the angle of monoclinicity 3 of the unit cell) along

([110], [110], [001]) and ([011], [011], [200]), respec-
tively. According to [11-14], the distortion matrices of
the polydomain phases P4mm |[N;|| and Cm ||N,,|| and
the single-domain phase R3m [N, || can be written in the
following form:

H H
0 &a 0 OD
IN| =nDoe, 00
H l
00 0 &0

Ecoscl)t 0 —sinq)tgg €, 00 E
+(1-n)0 o 1 o OO0 sao%

Osing, 0 cosd, OO0 O €.00

% r]a r’|ab r]ac
ING| = nm%nab Nb Nbe
EIr]ac r]bc nc

o o

ECOSdJm 0 —§n¢mgg Ne e nacg

+(1-ny )0 0 1 0 Eg—nm Nb Nab
DSinq)m 0 COS(I)m DD—ﬂac r]ab r]a

4
0
0
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A fragment of the x—T diagram of PbZr, _,Ti,O3[10] inthe

vicinity of the morphotropic phase boundary. The phase-
stable regions are designated by the Roman numerals |
(Pm3m), Il (P4mm), 111 (Cm), IV (R3m), and V (R3c). The
coexistence region of the Cm and P4mm phases is shaded.
Points 1-8 correspond to different variants of the elastic
matching of ferroelectric phases presented in the table.

HHa B S
N, = O .
INA = Dpp D
OW B HaD

The perovskite cell distortions g, €. (the PAmm phase),
Nas Nos Ner Nabr Nacr Nie (the Cm phaSE), and Ma, M (the
R3m phase) are represented by the unit cell parameters
of these phases and the Pm3m phase. The angles of

rotation ¢, = arccos[2e,e/(e>+¢€2)] and ¢, =

arccos[Znanc/(n§+ ni)] are introduced in order to

account for the mutual rotation of the crystallographic
axes of domainsin the (X;,0X;) planein view of theine-
gualities €, # €, and n, # n,, respectively. Analysis of
the elastic matching of the ferroelectric phases and the
interphase boundaries was performed within the con-
cepts of azero mean strain plane (ZM SP) [11-13].1

Asfollows from the results obtained (seetable), the
temperature and concentration dependences of the unit
cell parameters of PZT solid solutions [10] are favor-
able for the formation of the zero mean strain plane
(points 1-5, 7 in figure) or dightly strained interfaces
(points 6, 8 in figure). The strained interfaces can bein
the form of planar [12] or conic [13] surfaces with a
sufficiently small curvature. The internal mechanical
stresses that arise in the case of dightly strained inter-

faces satisfy the condition |o| < cfy; ||, where cfy;

are the éastic moduli of a single-domain ferroelectric
perovskite crystal, which are measured in the electric

1The applicability of this concept to PZT solid solutions was first
proved in our earlier work [14] through an example of the elastic
interaction between the PAmm and R3m polydomain phases.
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field E = const, and &, are the spontaneous strains of

the perovskite cells of the coexisting phases. Asregards
the interphase boundaries, namely, the planes of zero
mean strain, their orientations in the (X;X,X3) coordi-
nate system are determined by the Miller indices { Oki}
according to the formulas taken from [11, 12]. A very
dlight change in the optimum volume concentrations of
twin domains n o and Ny, oy (Or, correspondingly,
Neopt @d Ny o) and the existence of interphase
boundaries (the zero mean strain planes) with elastic
matching between the single-domain phase R3m and
the polydomain phase P4mm or Cm (see points 1-4 in
table) are characteristic of a sufficiently narrow range
of concentrations (Ax = 0.01) and awide range of tem-
peratures (AT > 500 K). The separation of the R3m
phase into twin domains, irrespective of their volume
concentrations, virtually does not affect the results (see

table): the calculated values of N g, N opt» N, opt» @N

Nm op Change by less than 1%, which is explained by
the smallness of the off-diagonal elements of the matrix
[IN; || @ compared to its diagonal elements. The values

of Ny o, Which correspond to the zero mean strain

plane in the matching of the P4mm and R3m phases,
correlate adequately with our earlier estimates[12, 14].
These estimates were obtained from the experimental
data on the unit cell parameters of the ceramic compo-
sitions PZT and PZT + 2 at. % Nd, which were synthe-
sized by different methods.

In our opinion, the virtual constancy of the optimum
volume concentrations of domains (see points 14 in
figure and table) is due to the fact that the perovskite
cell parameters of the phases Cm (n,, = 1) and P4mm
(n, = 1) in the studied ranges of (x, T) satisfy the condi-

tions Eil cm =~ E;Z cm =~ E?r P4m (r = 11 2) and B—90° <
0.5°. Under these conditions, the single-domain phases
Cm and P4mm can be elastically matched along the
zero mean strain plane or dightly strained interfaces
(see points 5-8 in the figure and the table) in the case
when the values (x, T) correspond to the new morpho-
tropic boundary [10]. The orientations of the zero mean
strain planes, which separate the aforementioned sin-
gle-domain phases, are close to {001} in the (X;X,X3)
coordinate system. It isinteresting that the linear seg-
ment that connects points 5 and 7 (see figure) and cor-
responds to the interphase boundaries (i.e., the zero
mean strain planes) is parale to the Cm-P4mm mor-
photropic boundary. This correlation between the phase
boundary and the plane of zero mean strains is first
revealed in the present work and needs further experi-
mental investigation. The mutual location of segment
5—7 and the Cm—P4mm morphotropic boundary in PZT
means that the interfaces of the single-domain phases
Cm and P4mm are dlightly strained near this segment
and that the internal mechanical stresses oy, are insuffi-
cient for stimulating the separation of one of these
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Features of the elastic matching of ferroelectric phasesin PbZr, _,Ti, O3 solid solutions

Coexistin Pointsin Optimum volume concentrations of domains | Conditions for the existence of
hases 9 X TK the fioure for elastic matching of phases along the dlightly strained interfaces
P 9 interphase boundaries (ZM SP) (ZMSP is absent)
P4mm 0.45 550 1 M, opt = 0.691 Or ng o, =0.309 -
R3m 500 2 N, opt = 0.698 Or Ny o = 0.302 -
R3m 0.45-0.46| 300 3 Nm, opt = 0.700 0r Np, o, = 0.300 -
Cm 20 4 N, opt = 0.724 01 Ny o = 0.276 -
P4mm 046 400 5 n[’ opt = 11 nm’ op[ = 1 or nlm' opt = 0! n;ﬂn’ opt = O -
Cm 300 6 - n—1n,—1lorn —G;
n, —0
0.47-0.48| 300 7 M, opt = 15 N, opt = 107 Ny ot = 0; Ny o =0 -
0.51-0.52| 20 8 - n—1n,—lorn —G;
n, —0

Note: The experimental unit-cell parameters are taken from [10]. The R3m phase is assumed to be a single-domain phase, and the corre-
sponding basis vectors of the unit cell are taken to be oriented at an angle w of displacement along ([100], [010], [001]).

phases into twin domains. The values of gy, vary only
dlightly both as the Cm—-P4mm morphotropic boundary
isapproached and asthe distance from it increases (see,
for example, point 6 in the figure). It seems likely that
this behavior of ay,(x, T) istypical of the entire region
of coexistence of the Cm and P4mm phases, which was
experimentally determined in [10].

The data presented in the table agree with assump-
tions[10] on the active role of non-180-degree domains
in the relaxation of mechanical stresses when the ferro-
electric phases coexist in PZT. Elastic matching of two
single-domain (nontwinned) phases along the zero
mean strain plane (see table) rarely occurs (see, for
example, [12-14]) and, most likely, is not realized in
ceramic samples of PZT because of the internal
mechanical stresses, composition fluctuations, etc.

Itisof interest to compare the above results with the
data on the elastic interaction of the m3m, mmm, and
2/m phases in a KCN ferroelectric crystal [15]. The
intermediate monoclinic phase 2/m enhances the relax-
ation of internal mechanical stresses during the cooling
of athree-phase crystal. Analysis of the unit cell param-
eters of the (KBr);_y(KCN), crystals reveded an
unusual transition from the rhombohedral-monoclinic
interphase boundary, i.e., the zero mean strain plane
(y< 0.65), to the strained conic interface (y = 0.70)
[16]. The observed change in the form of the interface
agrees with the experimental data[16] on the changein
the order of the phase transition: substantia internal
mechanical stresses that arise as the result of an
increase in y in the (KBr);_y(KCN), crystals are
accompanied by a second-order phase transition. It
should also be mentioned that the y—T diagram of

PHYSICS OF THE SOLID STATE Vol. 43 No. 8
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(KBr);_((KCN), [17] at T< 100K and 0.60< y < 0.90
exhibits an alternation of ferroelectric phases that is
similar to the alternation of PZT ferroelectric phasesin
the vicinity of the morphotropic boundary (see figure).
Specifically, when y increases, the ferroel ectric phases
become stable in the following order: rhombohedral,
monoclinic, and tetragonal. The coexistence of rhom-
bohedral and monoclinic phases, or the formation of
the states which depend on the prehistory of
(KBr); - (KCN), crystals, takes place in a limited
region of the y—T diagram. The results obtained in [15—
17] and the calculated data given in the table need fur-
ther experimental verification: it is necessary to investi-
gate experimentally how the domain (twin) structure of
the Cm phase and internal mechanical stresses affect
the R3m-Cm phase transition in PZT solid solutions.

The results obtained in this work illustrate different
ways of relaxing internal stresses upon elastic matching
of the ferroelectric phases in PZT solid solutions. The
Cm phase plays an important role in stress relaxation,
which is confirmed by the calculated data in the table.
This study dealt with bulk crystal samplesor individual
crystallites for which the conditions of stress relaxation
in the case of the coexistence of phases dightly differ
from the corresponding conditionsin ceramic samples.
Nonetheless, the features of the change in the parame-
ters of the unit cells, their spontaneous strains, and dis-
tortions in different intervals of (x, T) are the most sig-
nificant factors in the formation of heterophase struc-
tures and stress relaxation in PZT solid solutions.
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The Boson Peak and Nanostructure of Vitreous Benzophenone
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Abstract—The temperature behavior of the low-frequency Raman spectra of vitreous and supercooled liquid
benzophenones is investigated experimentally. The structural phase transformations are studied by differential
scanning calorimetry. The results obtained suggest that the structure of glasses involves nanometer-sized frag-
ments similar to the structural elements of the crystals. © 2001 MAIK “ Nauka/l nterperiodica” .

1. INTRODUCTION

Investigations into different glasses have revealed
many interesting features associated with their univer-
sal properties. These properties are usually considered
anomalies as compared to the properties of their crystal
analogs. In particular, Raman spectra of al glasses
exhibit two characteristic features irrespective of their
chemical composition, namely, the boson peak and
quasi-elastic light scattering, which are not observed
for their crystal primogenitures [1-5]. Speculations on
the nature of the boson peak have aroused considerable
interest in the low-frequency vibrational excitation
spectra of vitreous structures.

In the present work, we analyzed the low-frequency
Raman spectra of benzophenone over a wide tempera
ture range (12—350 K), including the glass-iquid tran-
sition temperature (T = 216.8 K) and the melting point
of the crystalline benzophenone modification (T =
323.9 K). Particular attention was focused on the study
of vibrational excitations near the temperature of the
glassiquid phase transition upon heating and cooling
of the samples. The phase transformations of ben-
zophenone were also studied by differential scanning
calorimetry.

It is known that molecules of benzophenone
(CgHs),CO consist of two phenol rings CgHs, which are
joined to each other through a carbonyl group CO. The
stable crystalline modification of benzophenone (the a
modification) contains four molecules per unit cell and
has an orthorhombic structure [6]. At low temperatures,
benzophenone can exist in the B modification. It is
assumed that the 3 modification has amonoclinic struc-
ture.

2. EXPERIMENTAL TECHNIQUES
AND RESULTS

2.1. Phase transitions in benzophenone. The
phase transitions in benzophenone were thoroughly
examined by differential scanning calorimetry.

M easurements were performed on a Perkin-Elmer
DSC-7 instrument at a heating (cooling) rate of
20 K/min in the temperature range 143-353 K. The
sample weight was 0.880 mg.

The vitreous modification of benzophenone (X-ben-
zophenone) can be prepared by rapid cooling of the
melt. The a and 3 modifications can be obtained upon
transition of vitreous benzophenone to the supercooled
liquid state. This is clearly seen in the thermograms
showninFig. 1.

Asisevident from the heating curve for the a mod-
ification of benzophenone (curve 1 in Fig. 1), an
increase in temperature leads to a strong transition at
T = 323.9 K, which corresponds to the melting point of
o-benzophenone. Upon cooling, molten benzophenone
undergoes alow-energy trangitionat T=211.7 K (curve 2
in Fig. 1), which corresponds to the formation of the
vitreous phase (X-benzophenone).

12000 F
10000 - a
E 8000 X
g
2 6000
g X
= 4000 v|P \
<
S 3
T 2000
or I
1 1 1 1 1 1
150 200 250 300 350 400
T K

Fig. 1. Thermograms measured using differential scanning
calorimetry upon (1) heating of crystalline benzophenone,
(2) cooling of molten benzophenone, and (3) heating of vit-
reous benzophenone. The scanning rate is 20 K/min.

1063-7834/01/4308-1589$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Fig. 2. Evolution of the low-frequency Raman spectra during heating of vitreous benzophenone (a) from 12 to 210 K and (b) from

210to 330 K.

The experimental heating curve for vitreous X-ben-
zophenoneisaso depicted in Fig. 1 (curve 3). Itisseen
that curves 1 and 3 differ significantly. Curve 3 exhibits
a deep exothermal minimum in the temperature range
250263 K, which is associated with crystallization. A
visual examination revealed that, in the supercooled
liquid phase, continuous growth of white microcrystals
occurs throughout the bulk of the sample. These micro-
crystals belong to the unstable B modification of ben-
zophenone, which transforms into the o modification
with an increase in temperature. This is confirmed by
the data of luminescent-emission spectroscopy [7]. The
first peak in curve 3 is attributed to the transformation
of vitreous benzophenoneinto the supercooled liquid at

PHYSICS OF THE SOLID STATE \Vol. 43

T = 216.8 K. As the temperature increases, the endot-
hermal peaks are observed at temperatures of 301 and
323.9 K (curve 3 in Fig. 1), which correspond to the
melting points of the a and 3 modifications, respec-
tively.

It should be noted that the crystallization of ben-
zophenone from the supercooled liquid state is
observed only in the case of heating, i.e.,, when the
glass-iquid phase transition occurs with an increase in
temperature, but the reverse reaction is not true.

2.2. Raman spectra. The Raman spectra were
excited by the 514.5-nm line of an argon laser. The laser
radiation power was 200 mW. The spectra were
recorded on a spectrometer with a Jobin Ivon mono-
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chromator in a90° scattering geometry. The bandwidth
of the spectrometer slit wasequal to 2 cm. The sample
was placed in a glass capillary and mounted in a cry-
ostat, which provided temperature variation in the
range from 12 to 350 K.

The evolution of the Raman spectra of vitreous ben-
zophenone with an increase in thetemperatureis shown
in Fig. 2. This case corresponds to curve 3in Fig. 1. At
a temperature of 12 K, the Raman spectrum contains
two lines at 17 and 100 cm™ (Fig. 2a) which are not
observed in the spectra of crystalline benzophenone.
The former line is the so-called boson peak. The latter
(broader) line is associated with molecular motions
which correspond to libration optical phonons. This
spectrum also exhibits two high-frequency modes of
intramolecular vibrations at 223 and 290 cmt. How-
ever, inthiswork, we will consider the frequency range
of the boson peak.

It can be seen from Fig. 2a that an increase in tem-
perature leads to an increase in the intensity of the
boson peak as compared to the libration line. At tem-
peratures close to the glassiquid transition point
(216.8 K), the spectrum contains a contribution from
quasi-elastic light scattering. The line of quasi-elastic
light scattering has the shape of a broad peak that
reaches a maximum at the zero frequency (the Rayleigh
line) [8]. At T = 210 K, the boson peak overlaps with a
strongly broadened Rayleigh line. At temperatures
above the transition of vitreous benzophenone to the
supercooled liquid state, the Raman spectrum changes
considerably (Fig. 2b). As the temperature increases to
T =225K, theintensity of the Rayleigh line decreases
and a new structure that corresponds to the crystalline
maodification of benzophenone appears in the spectrum.
This structure becomes maore pronounced at atempera-
ture of 230 K. At T = 330 K, the benzophenone crystal
undergoes melting and only the Rayleigh line wing is
observed in the spectrum.

The evolution of the Raman spectra of liquid ben-
zophenone with a decrease in temperature from 324 to
160 K is shown in Fig. 3. This case corresponds to
curve2inFig. 1. A decreasein temperature leadsto the
appearance of ashoulder in the Rayleigh linewing (T =

Table 1. Parameters of phase transitions in benzophenone

1501
50000
40000
160
£ 30000
=
3 190
20000
210
10000280~
300
O |324| Lo | 1 1 1 1 1 1 1
240 180 120 60 0

Wavenumber, cm™!

Fig. 3. Evolution of the low-frequency Raman spectra dur-
ing cooling of molten benzophenone from 324 to 160 K.

210 K), which, upon further cooling, transformsinto a
clearly pronounced boson peak. At the same time, the
intensity of the Rayleigh line substantially decreasesin
the frequency range 20-10 cm™. As follows from the
Raman spectraand the data of differential scanning cal-
orimetry, a decrease in the temperature of liquid ben-
zophenone does not lead to its crystallization.

3. DISCUSSION

The universaly accepted approximation for the
interpretation of the Raman spectra of different glasses
isthe assumption that light scattering is dueto disorder-
ing, and, hence, vibrations cannot be described by cer-
tain wave vectors. Consequently, al these vibrations
can contribute to the scattering spectra.

According to Shuker and Gammon [9], the intensity
of light scattering is proportional to the density of

Peak designation |  hareer of Shf Ty K T K T, K Entropy, J(g K)
X 2 206.6 2117 214.6 0.36
X 3 213.2 216.8 218.0 1.00
a 1 3207 3239 327.9 56.48
a 3 3012 3239 3280 74.40
B 3 209 301 305 168
v 3 204.2 295.4 296.6 0.74

Note: Tg, Tmax: and T; are the temperatures of the onset, maximum, and completion of the phase transition, respectively.

PHYSICS OF THE SOLID STATE Vol. 43 No. 8

2001



1592

21F o2
220 - i
! 22 v $%2
s v
5 19+ % %
T 18f =%
S 17- = 12K = WY
< + 40K = .,
= o 70K =
o 1.6F v 100K o
e 130K =
sk *x 160 K =
1 1 1 1 1
1.0 1.2 1.4 1.6 1.8
log(\),cmfl)

Fig. 4. Raman spectra of vitreous benzophenone (normal-
ized to [n(v) + 1]v).

vibrational states g(v) and the matrix element of cou-
pling the vibrational modesto light C(v); that is,

lex = C(V)g(V)[n(v) +1]/v, )

where[n(v) + 1] ={1—exp(-hv/KT)}tisthe Bosefac-
tor and C(v) depends on the particular mode of the per-
mittivity modulation produced by vibrations in the
medium. The theoretical predictions regarding the fre-
guency dependence of the matrix element C(v) are
rather contradictory. The sameisalso truefor the avail-
able experimental data. For example, Martin and
Brenig [10] assumed that the frequency dependence
C(v) is described by a square law. Sokolov et al. [11]
argued that the C(v) is well approximated by a linear
frequency dependence. Shuker and Gammon [9] postu-
lated that C(v) is frequency independent.

Unfortunately, the light-to-vibration coupling coef-
ficient C(v) cannot be precisely determined from the
low-frequency Raman spectra, because the frequency
dependence of the density of vibrational states g(v) is
unknown. In principle, the data on the density of vibra-
tiona states g(v) can be obtained from analyzing the

Table 2. Exponentsa at different temperatures

T, K a
12 1.25
40 0.91
70 0.78

100 0.66

130 0.64

160 0.63
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low-frequency neutron scattering spectra. However, as
far aswe know, dataon neutron scattering in benzophe-
none are unavailable. For this reason, we made an
attempt to determine the frequency dependence C(v)
from relationship (1) under the assumption that g(v)
can be represented by the Debye frequency depen-
dence, i.e., g(v) ~ V2

Figure 4 displaysthe Raman spectraof vitreous ben-
zophenone, which were normalized to [n(v) +1]v. In
this normalization, the slope of the curve specifies the
exponent. It can be seen from Fig. 4 that, in the fre-
quency range 20-50 cmr!, where the contribution of
quasi-elastic scattering is insignificant, the frequency
dependence C(v) obeys a power law; i.e.,, C(v) ~ v
with the exponent a, which was found to be tempera-
ture dependent. Table 2 lists the exponents o deter-
mined from Fig. 4 for different temperatures.

It is seen from Table 2 that, as the temperature
increases from 12 to 160 K, the exponent a decreases
from 1.25 to 0.63 and C(v) follows a linear frequency
dependence only at atemperature of 40 K.

According to the majority of existing models, the
nature of the boson peak is explained by the medium-
range order in the atomic arrangement. This idea was
first put forward by Martin and Brenig [10] and then
developedin[2, 5, 12, 13]. At the sametime, alternative
models ascribe the origin of the boson peak to the pres-
ence of defects in the structure [14], fractals [15], and
localized excitations in the soft potential model [16].

Theresults obtained in the present work suggest that
amedium-range order existsin the structure of vitreous
benzophenone. Analysis of the Raman spectra (Figs. 2,
3) and thermograms (Fig. 1) revealed that the crystalli-
zation of benzophenone occurs only in the case of a
transition from the vitreous state to the supercooled lig-
uid state and not from the liquid to the vitreous state.
This can easily be explained by the fact that glasses
involve fragments of a crystal structure which is
retained within severa coordination spheres; i.e., the
structure of glasses can be characterized by a medium-
range order. According to numerical estimates obtained
from the experimental data, the characteristic medium-
range order sizeis equal to 1-5 nm [17]. It is believed
that the crystal structure playstherole of crystallization
centers on the nanometer scale. This is confirmed by
visual observations: the crystalization occurs uni-
formly throughout the bulk of the supercooled liquid.
These observations al so suggest that the medium-range
order is retained in the supercooled liquid. It is quite
reasonable that the cooling of molten benzophenone
characterized by absolute disorder does not lead to
crystallization.

In our opinion, the above findings are direct evi-
dence of the existence of a nanostructure in glasses. In
this case, the boson peak reflects the vibrational prop-
erties of the medium and its origin is associated with an
excess density of vibrational stateswhich appearsinthe
absence of a long-range order. The selection rules for
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the phonon wave vector k are violated as the result of
breaking the trandational symmetry, and all phonon
states can contribute to light scattering.

Special mention should be made of the following
interesting result. Upon heating of the studied samples
from temperatures below the glass transition range to
the melting point of a-benzophenone, the formation of
the o phase was always preceded by the formation of
the B modification. This suggests that the elements of a
local structure of vitreous benzophenone are similar to
the crystal structure of 3-benzophenone. It seemslikely
that, upon rapid cooling of the melt, the formation of a
monaclinic structure of the unstable 3 phase would be
amorethermodynamically favorable process compared
to the formation of the orthorhombic a phase. How-
ever, when the a modification was melted and held at
room temperature for afew hours (or days), benzophe-
none invariably crystalized in an orthorhombic struc-
ture of the a phase.

In conclusion, we note that the structure of glasses
on the medium-range order scale is the fundamental
property, which, in our case, is responsible for the spe-
cific features of low-frequency Raman spectra and the
features of the phase transformations in benzophenone.
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Abstract—Optical polarization and x-ray diffraction studies of powders and single-crystal plates of different
cuts of an (NH,);GaFg crystal are carried out in abroad temperature range, including the phase transition point.

The following sequence of symmetry changesis found to occur: O,‘:’ —Fm3m(Z=4)~—+ Cil —-11 (Z=186).

© 2001 MAIK * Nauka/Interperiodica” .

(NH,);M3F, (M3*: Al, Cr, Ga,V, Fe, Sc, In) crystals
with cryolite structure (the space symmetry group
Fm3m, Z = 4) belong to a family of perovskite-like
compounds. The three-dimensional crystalline frame-
work of these compounds is formed by the octahedra
(NH,)F and M3*F, which are connected through their
vertices, and the polyhedra between the octahedra are
occupied by ammonium ions.

For most ammonium cryolites, transitions from the
cubic phase are accompanied by a changein the orien-
tation of two structural groups: (NH,)* and (M*F) [1].
It has been shown [2, 3] that the temperature at which
the cubic phase becomes unstable depends on the M3*
ion size. The number of the observed phase transitions
(PTs) and the sequence of symmetry changes aso
depend on this factor. In substances with atrivalent ion

of small radius (RS < R, only one PT takes place,
while in compounds with larger cations (In), two PTs
are observed [3]; in (NH,);Sck, three PTs occur [4, 5].
Recent studies of powders and single crystals [6]
revealed the following series of symmetry changesin

cryolite containing scandium: Oﬁ —Fm3m((Z=4)~—+
Csy —P12,/n1 (Z=2)~— C3y —112/ml (Z=16)
C' -11 (z=16).

The lowest symmetry phase is triclinic. Its Bravais
cell is chosen to be body-centered and is four times
larger in volume compared to the initial face-centered
cubic cell.

For the (NH,);GaF; compound containing a small
trivalent cation Ga** [3], x-ray diffraction studies of
powders in atemperature range including the PT have
shown that the crystals have cubic symmetry Fm3m
(Z= 4) above T, = 250 K, while line splitting is

observed on diffractograms below the phase transition.
Superstructure reflections, which possibly indicate a
change in the trandlation symmetry, were not detected.
Thediffractogram lineidentification was carried out for

atetragonal pseudocell with parametersa, = ay/ /2 and
¢ = & The symmetry of the low-temperature phase

was determined in [3] to be possibly triclinic P1.

According to [5], all anmonium cryolites have the
same symmetry of the lowest temperature phase. This
conclusion was made on the basis of the similar values
of the total entropy changes in the phase transitionsin
(NH,);GaFg and (NH,);ScFg and from their (P-T) dia
grams.

It is well known that x-ray diffraction studies of
small structure distortions should be carried out on sin-
gle-crystal samples, not on powders. In [6], a complex
series of changes in the symmetry of (NH,);ScFs was
determined by studying crystal twinning and by
observing x-ray reflections from oriented single-crystal
plates. In that paper, in contrast to [3], a superstructure
was observed and a change in the translation symmetry
was detected. The present investigation is carried out
with the aim of obtaining detailed information on the
symmetry of the (NH,);GaF, |ow-temperature phase.

The (NH,);GaF; compound was synthesized by
means of interaction of equivalent amounts of a GaF -
3H,0 solution in 40 vol % hydrofluoric acid (evapo-
rated until the onset of crystallization) and of an NH,F
saturated solution. Small (2-3 mm?®) well-faceted sin-
gle crystals were grown by means of slow controlled
evaporation of a solution of the synthesized substance
in 10 vol % HF acid by gradually lowering (over
7 days) the crystallization temperature from 333 to
293 K.

1063-7834/01/4308-1594%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Investigations with the help of a polarizing micro-
scope were carried out on thin crystalline platelets cut
along different crystallographic directions. On cooling,
a PT from the cubic phase was observed at the temper-
ature T, = 250 K. This PT was accompanied by the for-
mation of twinsand by cracking. An extremely compli-
cated mixed twinning structure with a nonuniform,
temperature-dependent, extinction position is observed
inpolarized light in avery thin (<0.05mm) sample. The
domain walls are oriented aong the [100] and [110]
directions. In general, the twinning structure is analo-
gous to that observed in the triclinic phase of
(NH,);ScFs. However, in our case, the domains are
smaller. Unfortunately, we were not able to obtain suf-
ficiently large monodomain areas; for such areas, it
would have been possible (as was done in [6]) to mea-
sure the temperature dependence of the orientation of
the optical indicatrix precisely. However, the results
obtained are sufficiently accurate for us to draw the
conclusion that the following symmetry change takes
place in an (NH,);GaF, crystal: cubic (Gg) ~— tri-
clinic (G,).

X-ray diffraction studies of (NH,);GaFg crystals
were carried out in a broad temperature range 100—
300K on a Dron-2.0 diffractometer equipped with a
low-temperature URNT-180 attachment (CuK,, radia
tion, graphite monochromator). Single-crystal platelets
of the (110), and (111), cuts, as well as powders
obtained from (NH,);GaF; single crystals, were used as
experimental samples. Here and further on, subscripts
on the symbols of planes and directions designate the
crystal phase.

The set of x-ray reflections in the initial G, phase
corresponds to cubic symmetry with a face-centered
cell F [7]. The parameters of this cell at 353 K are
shown in the table. Below the PT temperature T, =
250 K, changes in the profiles of the x-ray reflections
from single-crystal plates arise and splitting of reflec-
tions on the powder diffractograms are observed (see
table).

Moreover, below the phase transition temperature
(the G, phase), a system of superstructure reflections
of the (hk0), (hkl), and (h+ 1/2, h + 1/2, h + 1/2) types
isformed. Here, hisan arbitrary integer. Thereflection
splitting in the G, phase corresponds to triclinic sym-
metry. The formation of superstructure reflections
characterized by noninteger values of index hindicates
achangein the Bravais cell volume dueto the PT. Fig-
ure 1 shows the temperature dependence of theintegral
intensity of the (5/2, 5/2, 5/2) superstructure reflection.
Itisevident from Fig. 1 that, in the course of the transi-
tion from the G, to the G, phase, the above-mentioned
reflection arises suddenly and amost immediately
reaches saturation. Since the superstructure reflection
intensity characterizes shiftsin the atom in the elemen-
tary cell with respect to their initial positions, we draw
the conclusion that the main structural distortionsin the
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Fig. 1. Temperature dependence of theintegral intensity for
the (5/2, 5/2, 5/2) superstructure reflection. The reflection
indices are in accordance with the parameters of the cell of
theinitial Gy phase.

crystal studied take placein anarrow temperature range
below the PT.

The temperature dependences of the linear and
angular parameters of the crystal cell in the G, and the
G; phases were determined from the positions of the
components of the (8, 8, 0) reflection. The results of
these investigations are represented in Figs. 2 and 3. It
is clear from Fig. 2 that the elementary-cell parameters

Crystallographic datafor (NH,);GaFg

G, Gy
Space group c-1 O;—Fm3m
VA 16 4
Tep K 170 300
Bravais cell parameters
—bo + ¢o a
a A 12.605 9.039
bo + Co bo
b, A 12.590 9.039
289 Co
c, A 18.363 9.039
a, deg 90.24 90
B, deg 89.31 90
y, deg 89.89 90
V, A3 2914.118 738.514
Reflection splitting scheme
(hho) Tl
(hty il
The presence of superstruc- + -
ture reflections

2001
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Fig. 2. Temperature dependence of the linear dimensions
and volume of the Bravais cell for an (NH4)3GaFg crystal.

The elementary-cell volume V is four times smaller in the
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Fig. 3. Temperature dependences of the angular parameters
of the Bravais cell for an (NH,4)3GaFg crystal: (1) 90 — 3,

(2) 90—y, and (3) 90 —a.
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Fig. 4. Dependence of the square of theintegral intensity of
the (5/2, 5/2, 5/2) superstructure reflection upon distortion
of the rectangular Bravais cdll in the triclinic phase of the
(NH,4)3GaFg crystal: (1) 90 —a and (2) 90 — 3.

are changed abruptly in the course of the transition
from the cubic G, to the G, phase. However, the jump
in cell volume is not large and equals approximately
0.4 percent of V,,. The linear dimensions of thetriclinic
cell of (NH,);GaF; along the a and b directions are
decreased and virtually coincidein value, whilethe cell
parameter along the c axisisincreased. Similar temper-
ature dependences of the cell dimensions have been
observed in scandium cryolite, whose parameters are
approximately 0.2 A greater.

The angular parameters of the Bravais cell (Fig. 3)
also have many common features in these two crystals.
In triclinic phases, B < 90° and a > 90° and y does not
differ considerably from 90°. At T = T, the deviations
of the angular parameters of the Bravais cell from the
right angle (90 — a) and (90 — 3) appear in ajump and
then grow gradually over the whole temperature range
studied. This dependence differs considerably from the
behavior of the intensity of the superstructure reflec-
tions (Fig. 1).

The extinction of the structural and the superstruc-
ture reflections, aswell asthe splittings of the specially
chosen x-ray reflections from the single-crystal plates,
allowed usto determine the crystal group of the crystal.
By standard definition (see [7]), the Bravais cell of the
triclinic G; phase should be simple. However, for con-

venience, we took the bulk-centered cell 11 (Z = 16). It
is clear that this Bravais cell of the G, phase has afour
times greater volume than that of the G, phase. How-
ever, the primitive cells of the G, and G, phases contain
1 and 8 formula units, respectively. The data on the
(NH,);GaFg phase symmetry and sizes and orientation
of the Bravais cells are listed in the table.

Contrary to the results of [3], where the G; phase

symmetry was determined to be P1 but the Bravaiscell
was not chosen, our findings allow one to establish the
point symmetry group and are indicative of the change
in the trandation symmetry. Thus, the studies carried
out by us allow one to affirm that the high-temperature
phases, as well as the low-temperature phases, of the
two ammonium cryolites (NH,);GaF, and (NH,);ScFg

have the same symmetry, namely, Oh®~Fm3m (Z = 4)
and C/ — 11 (Z = 16), respectively. The former crystal
is immediately converted into the triclinic phase on
cooling, while the latter is transformed in three steps.
Studies of the heat capacity [5] also revealed that the
structural changes due to phase transitions are identical

in these two crystals. The total entropy change in
(NH,)sScFg in the course of the three PTs is ZAS =

20.79 = 1.53 Jmol K1, whilein (NH,);GaF;, we have
AS=230+1.6Jmolt K™

Our investigations allow one to make some conclu-
sions regarding the possible relation between the order
parameter of the phase transition and the shear defor-
mation that appears below the phase transition. As
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shown above, the changes in elementary-cell angular
parameters are not proportional to the changesin super-
structure reflection intensity. However, according to
Fig. 4, these quantities have a quadratic relation. On
this basis, one can conclude that the ferroelastic PT in
(NH,);GaFg is improper and that the dependence
shown in Fig. 1 reflects the temperature behavior of its
microscopic parameter.
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