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Abstract—The effect of nonlinearity on the possibility of Group 11 metalsto support propagating radio waves
isinvestigated theoretically. A nonlinear wave is shown to be able to propagate in a metal when the magnetic
field of awave of alarge amplitude traps holes and causes collisionless cyclotron absorption to be suppressed.
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INTRODUCTION

Propagation of linear radio wavesin Group 111 met-
as (aluminum and indium) has been theoretically and
experimentally investigated in [1-5]. It was shown that,
in addition to helicons, the field of which rotatesin the
same direction as holes do in a magnetic field, dopple-
rons can propagate in these metals, which are associ-
ated with Doppler-shifted cyclotron resonance (DSCR)
for holes. The field of doppleron modes rotates in the
opposite direction, and the range of magnetic fields in
which these modes exist is situated below that for heli-
cons. In this paper, we consider new effects that occur
in these metals when the amplitude of an exciting
radio-frequency field is large. A magnetic field of a
large amplitude “traps’ holes responsible for cyclotron
absorption, and the latter becomes significantly lower.
Because of this, the collisionless damping of dopple-
rons decreases and, in magnetic fields much lower than
the threshold field for a helicon, the propagation of a
new wave becomes possible, which cannot exist in the
linear regime. For definiteness, we will consider the
propagation of radio waves in auminum; similar
effects should occur in indium.

1. A FERMI SURFACE MODEL
AND NONLOCAL CONDUCTIVITY

We consider the propagation of aradio wave in alu-
minum in the geometry where a static magnetic field H
and the propagation vector k are parallel to a fourfold
axis of symmetry (H || k || [100] || 2. The k and H
dependences of the nonlocal conductivity and its fea-
tures are determined by the form of the function dSap,,
where Sisthe area of the cross section of the Fermi sur-
face by aplane p, = const and p, isthe component of the
momentum of a hole along the field H. According to
calculations performed by Larsen and Greisen [2], the
distinctive feature of the Fermi surface of aluminum is
that a plot of the derivative dS0p, (in the geometry in
guestion) has two maxima of the same height and a
minimum, with the maxima being roughly 10% higher

than the minimum. We will use a model Fermi surface
for which the function 0S0dp, has the form

1 9dS
219D, = —py(p,)sanp,, (1)
. TIp,
y(pz)=<1+28)sn2—§1, pl<p. @
P — Py
,) = 1+ + COSHT————,
y(p,) Bl + cost——11, .

PL< P < (py+ P2),

where 3 is a dimensionless constant and p, p;, and p,
are parameters having dimensions of momentum. In
the range (p; + Po) < |pJ < 2(p, + p,), the function
y(pp issuch that it is symmetric about the point p, =
p; + py; itsplot isshown in Fig. 1 for B =0.05 and p, =
2p, = 0.35% A-L. The symmetry of this function with
respect to its minimum point makes calculation of the
nonlocal conductivity much easier. The left-hand part
of they(p,) curveissimilar to the corresponding part of
the curve calculated by Larsen and Greisen. The dis-
similarity between their right-hand portions is of no
significance, because holes are predominantly in the
region |p,| < (p; + po)- The parameter pistakento besuch
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Fig. 1. Graph of the y(p,) function for = 0.05 and p, =
2p, =035 AL,
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that the period of doppleron oscillations is equal to that
observed in the experiment (in our case, p=1# A-Y).

Although the Fermi surface for aluminum has a
fourfold axis of symmetry, wewill approximateit by an
axialy symmetric surface. If there is no axial symme-
try, the DSCR will occur at the fundamental and odd
higher harmonic frequencies and there will be corre-
sponding multiple doppleron modes [5]. In our model,
thisis not the case and multiple dopplerons are absent.
In actual aluminum, the relative changes in impedance
due to multiple dopplerons are much smaller than one
percent. At the same time, the nonlinear effect we treat
in this paper leads to relative changes in impedance of
order unity. For this reason, we will not take into
account the existence of multiple dopplerons and
restrict our consideration to the case of an axially sym-
metric Fermi surface, for which calculations are much
simpler.

If the vectorsk and H are parallel to the axis of the
axially symmetric Fermi surface, the nonlocal conduc-
tivity isgiven by (see, e.g., [6])

0.(k,H) = 0 xi0,

S(p,)dp, (4)

_ec 2
H (2] v F L+ ku(p) /2]

- _C0S_,c¢cp
u(p,) = eHap, 27TeHY( P.), %)
where
-V _eH
v = w,’ e = om ©)

e isthe absolute value of the electronic charge; cisthe
velocity of light; m and w, are the cyclotron mass and
cyclotron frequency of a hole, respectively; v is the
hole callision rate with scatterers; and u(p,) is the dis-
placement of a particle with the momentum component
p, during a cyclotron period.

In this paper, we will consider the case of a strong
magnetic field in which the hole cyclotron frequency w,
is much larger than the collision rate v and, hence,
y< 1l

In our model, the function dS0p,, and hence the
denominator in the integrand in (4), is symmetric with
respect to the point |p,| = (p, + p,). For thisreason, itis
convenient to represent the function  p,) in the numer-
ator in (4) intheform

S(p.) = S+ U(py), (7)

where §, isthe area of the cross section of the Fermi sur-
face by the plane passing through apoint |p,| = (p; + o),
and U(p,) is a function antisymmetric with respect to
this point. Theintegral involving U isequal to zero and,
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hence, the expression for the conductivity becomes

Pt P2

_ Nec 1
SRR
° (8)
A1, 10
F+iEI-ay(p)] v +il=1+ay(p)l
where
_ kep _ (Pt P)S
q_eH, N = (T[ﬁ)3 ) 9)

and N isthe concentration of holes. Substituting (2) and
(3) into (8) and evaluating the integral with respect to
p,, we arrive at the formula

0. = - ts.(a), (10
1 1
5.(0) = t———-1%
_ 30 —aq)(l,—
3/12-aq? 3J(l.—aa)(l.-q) a1
+ L . ld <o,
3/(1.+ag)(l.+q)
s.(q) = | + i
22 12 3 —1,)(, -
3 Ja’ 12 3J(ag-1.)(l.-q) 12
+ ! , at<qg<1,
3/, +aq)(l. +q)
i 1
5.(0) = ——=——7
z_12 3. (aq—1,)(q-1,
3Ja’q =12 3J(ag-1)(a-1) 13

+ 1
3/(1.+aq)(l,+a)
wherea=1+2Band |, = F1 +iy.
In the local regime (g — 0), we have s, — %1,
whereas, in the limit of g > 1, we have

L e (1+a)p,
O((F)l"'pz)[l|q|-i- 2. Jaq’ }

a>1,

s.(q) = (14)

2. THE DISPERSION RELATION AND THE
PROPERTIES OF MODES IN THE LINEAR
REGIME

The properties of radio waves propagating in a
metal are determined by the dispersion relation k’c? =
4miwao,, which is conveniently rewritten in the form

®.(q) = &, (15
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where
P, (q) = i,?) (16)
_ 4mwNep® 17
3 T 17)

The features of relation (15) can be elucidated by
investigating the behavior of the functions ®,. Their
imaginary partsareidentical, whiletheir real partsare
equal in value but opposite in sign. In the limit as

y —= 0, thefunctions @, = Re®, and ® =Imd, are

plotted in Fig. 2 (intherange q < 1, where @', > 0). At

g <1, wehave ®, = 1/g?. Thisbranch of the dispersion
curve corresponds to a helicon, the field of which
rotates in the same direction as holes. The function @
hasaminimum at acertain value of g, lessthan 1/a, and
tends to infinity as q —= 1/a. Therefore, above the
threshold for a helicon, there is a DSCR mode associ-
ated with the resonance for those holes the displace-
ment of which during a cyclotron period is maximal.
However, thismode is practically impossible to detect,
because it occurs at the same polarization of the excit-
ing wave and in the same field range as the helicon, but
it has asmaller amplitude.

Intherangea < q < 1, the function ®_hasalarge
imaginary part because of the high cyclotron absorp-
tion of awave by holes for which the quantity 0S0p, is
between 2mp and 2mpa. Due to this absorption, there
are no propagating modes in the range indicated above.

Thefunctions ®' = Red_and ®" = Imd_are plot-
ted in Fig. 3intherange g > 1, where ®' > 0. In this

range, the function @' monotonically decreases and
tendsto zero asq —» . In high magnetic fields, where
& < 1, thevaue of qiscloseto unity and @' > ®".
Therefore, in the corresponding range of magnetic
fields, there exists apropagating mode dueto DSCR for
those holes the displacement of which during a cyclo-
tron period is a minimum. The field of this doppleron
has a sense of rotation opposite to that of holes (the
“plus’ polarization), and its damping is due to both col-
lisions and collisionless cyclotron absorption. The cor-
responding branch of the dispersion relation is

k=k +i ":%[1+4(;Z_1)}

+i{‘irl“+ & e—'j]
P 2(a —1)A/0(2—1Cp

In strong magnetic fields (§ < 1), the K'(H) curve
asymptotically approaches the straight line ky(H) =
eH/pc, which correspondsto the DSCR for holeswhose

(18)
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Fig. 2. Graphs (1) of the real and (2) imaginary parts of the
function @,
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Fig. 3. Graphs of the ®' (q) (curve 1) and ®"(q) (curve 2)
functionsin the range of q > 1.
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Fig. 4. Doppleron damping length |5 as a function of H in
(2) the linear and (2) nonlinear regimes.

displacement is minimal (q = 1). In this field range,
the damping of dopplerons is due to collisions; it is
practically independent of H, and we have K" = mv/p.
AsH decreases, thek'(H) and k"(H) curvesdeviate from
their asymptotes towards higher values and the contri-
bution to the doppleron damping from collisionless
cyclotron absorption becomes dominant. The depen-
dence of the doppleron damping length |, = /k" on the
magnetic field H isshownin Fig. 4 (curve 1). The calcu-
lation is performed for the frequency w/2m = 100 kHz,
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Fig. 5. Surface resistance of a plate of aluminum R_as a
function of H in the nonlinear regime.

concentration N = 6 x 102 cm=3, hole mass m = 1.3 x
10?7 g, and collision ratev = 4 x 108 s, It is seen that
the doppl eron damping becomesvery great in low mag-
netic fields.

3. NONLINEAR WAVES AND OSCILLATIONS IN
THE IMPEDANCE OF A PLATE

Let us now consider the propagation of waves of a
large amplitude. It was shown in [7] that the magnetic
field of such awave “traps’ holes with the momentum
P, = Py Satisfying the condition

u(py) = 21k. (19)

These holes cause cyclotron absorption; their longitu-
dinal velocity is modulated with the frequency

H
Wy Doo%/%,

where H, is the amplitude of the magnetic field of the
wave in the metal. In the nonlinear regime, when the
frequency wy, of oscillation of holes trapped by the
magnetic field becomes much higher than the collision
rate v, the cyclotron absorption decreases in proportion
to the ratio v/wy,. Therefore, in the expression for s_in
(13), the first term, which is due to cyclotron absorp-
tion, should be multiplied by v/wy,. Figure 4 shows the
calculated doppleron damping length for the values of
parameters indicated above and H, = 100 Oe (curve 2).
It is seen that the trapping of holes in the nonlinear
regime results in a considerable increase in the damp-
ing length of a doppleron.

The nonlinear effect is even more dramatic in the
case of low magnetic fields (§ > 1), where there are no
propagating modes in the linear regime. If the nonlin-
earity isstrong (v/wy, <€ 1), the expression for s_in (14)
is replaced by

(M _ 1 |:-_p_1_V_+(1+a)p2i|
Ca(ptp)lldoen 2 /ag? I

(20)

(21)
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When the ratio v/wy, is fairly small, the imaginary part
of (21) becomes much smaller than itsreal part; that is,
the metal becomes transparent to radio waves. Substi-
tuting (21) into the dispersion relation (15) and solving
the latter, we obtain

0 = (nz)”“[1+iu:—)0(na)”“] G =&)Y, (22)

where

(L+a)p, P1
- _Grae P g
20 (py + po) g 8.Ja(1+a)p, *

The root g, describes a damping component of the
field, whereas the root g, corresponds to a new nonlin-
ear wave for which there is no analog in the linear
regime.

Concluding this section, we consider the surface
impedance of a plate of aluminum for the excitation
being antisymmetric with respect to the electric field.
For the case where the reflection of carriers from the
surface of the plate is diffuse and the field in the plate
consists of two exponential components, the corre-
sponding formula for the impedance was obtained in
[6, formula(3.11)]. In the magnetic-field rangein ques-
tion (§ > 1), thisformulareduces to

_4nwpgl 1-exp(ikd) 10

2= "7 To1v exp(ik,d) *igD

(24)
where

1 SpLn eH S
ki =ky+iki = EE%(H), Ky = ik, (25)

and d isthe thickness of the plate. In (24), thefirst term
is dueto the excitation of anonlinear wave in the plate,
whereas the second term is due to a damping compo-
nent.

Figure 5 shows the calculated surface resistance
R_=ReZ_of theplatefor the values of parametersindi-
cated above, d = 1 mm, and w/211= 100 kHz. The peaks
in the resistance occur at the values of H for which the
plate thickness is an odd-integer multiple of half the
wavelength of the wave, k; (H)d = 1(2n + 1), where n
is an integer. We note that, in the linear regime, the R

(H) dependence has no oscillation in the range of mag-
netic fieldsin question.
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Abstract—The current—voltage characteristics of the metal—diel ectric composite have been investigated in the
range of the resistive state near the superconducting transition temperature T.. The composite structure can be
represented as aface-centered cubic lattice, which involves alarge number of weakly linked indium nanograins
and is stabilized in structural cavities of opal. The response to microwave radiation is used to characterize the
resistive state of the composite. The comparative investigation into the current—voltage characteristics and the
response of the composite to microwave radiation makes it possible to conclude that the weak links are super-
conducting in the region of critical current (I.) of the composite as awhole. The transition of weak links to the
resistive state occurs at currents immediately preceding the transition of the composite from the resistive state
to the ohmic state. The model of resistivity of the indium—opal composite is proposed on the basis of morpho-
logical examinations. According to this model, the energy dissipation in the resistive state is brought about by
the quasi-discrete (due to the quantization of the magnetic flux in circuits of athree-dimensional lattice com-
prised of multiply connected grains) redistribution of transport current over the cross-section of composite.

© 2000 MAIK “ Nauka/Interperiodica” .

The construction of regular spatial ensembles
involving a great number of identical nanostructures
implies the development of materials whose functional
characteristics are similar to those of small-sized
objects but whose energy parameters reach the values
corresponding to the operating range of electronic
devices with microscopic sizes [1]. In addition to the
extension of operating ranges of currents and voltages,
the transport properties of the lattice of interacting
nanostructures can exhibit collective effects. An exam-
ple of the nanostructurized superconductor is provided
by athree-dimensional array of Josephson junctions, a
the discrete system with a nonlinear dynamics. So far,
the physical understanding of similar superconductors,
in particular, their interaction with electromagnetic
field, remains semiempirical [2]. In this respect, the
study of granular superconductors with a known sub-
microstructure is an urgent problem.

A regular Josephson medium can betreated either as
alattice of weak links or as an array of closed circuits,
depending on the nature of the discussed phenomena,
for example, the interaction with microwave radiation
or the motion of magnetic flux.

The response of a Josephson system to electromag-
netic radiation is dual. On the one hand, upon exposure
to microwave radiation, the order parameter, critical
temperature, and critical current of a superconductor
increase at the expense of changes in the distribution of
normal electrons with respect to the equilibrium state

[3]. On the other hand, the microwave radiation under-
goes rectification, which resultsin an increase in the dc
current flowing in a system. The specificity of the
microwave radiation response of a Josephson system
shifted by the current to the resistive state is determined
by the possibility of itsresonance at anatural frequency
of oscillations of the order parameter in weak links.
This resonance was found in natural superlattices of
weak links[4] and also in specially constructed Joseph-
son junction arrays[5]. Since the resonance response of
a Josephson medium to an applied perturbation
requires a coherent change in the phase of the order
parameter in single junctions [6], the degree of phase
locking of singlejunctionsis an important parameter of
their system.

The dynamics of the magnetic flux in a supercon-
ducting system governs the critical parameters of the
system. The introduction of structural inhomogeneities
comparable in size to the penetration depth of a mag-
netic field leads to an increase in the upper critical field
of a system, and the spatia ordering of inhomogene-
ities, for example, the formation of a two-dimensional
lattice of superconducting nanostructures, enhances the
possibilities of controlling the properties of an ensem-
ble at a sacrifice in use of the commensurability
between the magnetic vortex and nanostructure lattices

[7].

Up to now, the creation of three-dimensional ensem-
bles of nanostructures has remained a nontrivial prob-

1063-7834/00/4204-0594%$20.00 © 2000 MAIK “Nauka/Interperiodica’
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Fig. 1. Electron micrograph of the In—opal composite. Light and dark regions correspond to the metal and dielectric, respectively.

lem for the traditional nanotechnology. However, to a
certain degree, this problem has been solved by using a
synthetic opal as a matrix for filling with a supercon-
ducting metal [8-10]. A superconductor—opal compos-
ite can serve as a model object in research into the
behavior of three-dimensional Josephson media owing
to the known geometry of a system and its controll abil-
ity. These ordered nanocomposites possess anumber of
unusual properties, for example, an anomalous hyster-
esis of current—voltage characteristics (i.e., the situa-
tion when the critical current of the reverse branch of
the current—voltage characteristic |, considerably
exceeds the critical current of the direct branch 1) [9]
and a discrete penetration of the magnetic field into a
lattice [11]. At the same time, the behavior of three-
dimensional ensembles is more complex in the inter-
pretation as compared to the two-dimensional systems
and has been poorly understood, especially in respect to
collective effects.

In the present work, we experimentally studied the
resistive state of an ordered lattice involving a large
number of weakly linked superconducting indium
grainsin opa (In—opal) at different currents and under
exposure to microwave radiation.

1. MATERIAL AND EXPERIMENTAL
TECHNIQUE

Structurally, opal is a regular three-dimensiona
packing of identical silicate spheres with free cavities
between touching spheres. A face-centered cubic pack-
ing of spheresinvolves cavities of two types: octahedral

PHYSICS OF THE SOLID STATE Vol. 42 No. 4
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cavities with the characteristic size d, = 0.41D
(O-grains) and tetrahedral cavities with dy = 0.23D
(T-grains), which are connected through bridges with
the smallest diameter d, = 0.15D, where D isthe sphere
diameter [12]. In the present work, we used opal with
D = 260 nm. In order to increase the dy, 1/d, ratio, we
performed 80 cycles of TiO, molecular layer deposition
[13]. Then, the porous matrix was completely filled
with an indium melt under pressure [12, 13]. The elec-
tron micrographs (Fig. 1) demonstrate that the metal in
opal forms a continuous regular three-dimensional net-
work in the space between dielectric spheres. In the
cross-section, the metal network takes the form of a
regular lattice of closed circuits containing metal
grains, which connect with each other via bridges with
across-section smaller than that of grains. A fine struc-
ture of grains and bridges formed by afiller in opal was
discussed in [14].

A sample was prepared in the form of a5 x 1 x
0.5 mm?3 bar with alocal dot in the center to decrease
the thickness down to 0.25 mm. Four silver strips were
electrochemically deposited onto a larger face of the
sample, and electrical leads were soldered to the strips.
The current-voltage characteristics were measured
using the four-point probe method in a current source
mode. The microwave field at a frequency of 1.2 GHz
was supplied with a coaxia cable. The induction loop
closing a cable and going round the sample served as a
coupling element. The traveling-wave mode was cre-
ated by a directional coupler. The microwave signa
with apower of 50 mW at the output of agenerator had
the pulse modulation with a frequency of 8 kHz. The



596

1200
(2)
800+
<
E L
=
400(-
O J
0.0003 |-
o i
5 0.0002}
=
) o
0.0001 -
0 1 1 1 1 1 J

0.08
V,mV

0 0.04

Fig. 2. (8) Current—voltage characteristics and (b) their first
derivatives for In—opal composite a¢ T = (1) 3.40 and
(2) 3.45 K (curve 2 in Fig. 2b is shown on an enlarged
scale).

sample was excited by the magnetic component of the
microwave field in order to increase the efficiency of
coupling with the low-resistance sample. The power
losses due to the impedance mismatch ranged up to
50 dB. The response to microwave radiation AV,(V)
(where V is the dc hias voltage across potential con-
tacts) is the aternating signa with a frequency of
microwave modulation. This signal was amplified by a
frequency selective voltmeter and then was recorded
with a phase-lock detector. No shielding from the earth
magnetic field was applied.

2. RESULTS

Figure 2a demonstrates the current—voltage charac-
teristics for In—opa sample at T = 3.45 and 34 K,
which correspond to the conductivity modeswith 1. =0
and |, > 0, respectively. The resistive and ohmic ranges
of critical currents can be distinguished in the current—
voltage characteristic obtained at T = 3.4 K (Fig. 23,
curve 1). The current of the reverse branch in the cur-
rent—voltage characteristic 1 is approximately 30%
larger than the critical current of the direct branch I;
however, the functional dependence I(V) does not
change. Note that the current—voltage characteristic of
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the sample in the resistive state is irreversible at each
point; i.e., the current depends on the prehistory of cur-
rent changes. Thefirst derivative of the current—voltage
characteristic (Fig. 2b) indicates that its nonlinearity is
predominantly observed in theinitial region.

The current—voltage characteristic measured at T =
3.45 K (Fig. 2a, curve 2) also exhibits a weak nonlin-
earity. The evaluation of an increase in the T, tempera-
ture due to a change in size of the indium bridges by
using the empirical formula T, = 3.41 + 5.1/d [15]
(where the temperature is in degrees Kelvin, and the
diameter d is in nanometers) leads to T, = 3.75 K at
d =15 nm. The applicability of this formula to the
determination of the critical temperature for indium in
opal was considered in [16]. This estimate alows us to
assume the fluctuation superconductivity in the lattice
of grains at the given temperature. In this case, the
direct and reverse branches of the current—voltage char-
acteristic coincide with each other.

The dependences AV,(V) at the same temperatures
are depicted in Figs. 3aand 4a. At T = 3.4 K, the peak
of microwave response is observed in a portion of the
current—voltage characteristic that does not show pro-
nounced nonlinearity and islocated immediately ahead
of the ohmic region.

The changein the static current—voltage characteris-
tic Al4(V) upon exposure to external microwave radia-
tion was directly determined by the subtraction of the
current—voltage characteristic obtained under micro-
wave irradiation from the initial current—voltage char-
acteristic (Figs. 3b, 4b). At T=3.4 K, in acertain cur-
rent range, Alg(V) < 0, which corresponds to an
increasein the current-carrying capacity of the conden-
sate in response to an external microwave field. The
reproducibility of the effect for the current—voltage
characteristic in the presence of critical current with a
change in the temperature suggests that the microwave
radiation stimulates the superconductivity (the critical
current or the order parameter, which isinsignificant in
the context of this experiment). Actually, for the cur-
rent—voltage characteristic without critical current, the
sign of Aly(V) variesin an arbitrary way with a change
in the temperature and a change in the bias current
(Fig. 4b). The dependences 1 (T) (Fig. 6a) were
obtained from the current—voltage characteristics
(Fig. 5a, the reverse branches are not shown) and the
corresponding responses (Fig. 5b) measured at differ-
ent temperatures. For uniformity in determination of
the peak location, the dependences AV,(V) of the
microwave response and the radiation-stimulated static
current—voltage characteristics Al4(V) were processed
with aGaussian distribution in order to approximate the
peaks. Figure 6a shows the temperature dependence
I +(T) of the current corresponding to a maximum of the
microwave response depicted in Fig. 5b, and the depen-
dence I4(T) of the maximum current stimulated by the
microwave irradiation is displayed in Fig. 7.
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Fig. 3. (a) Microwave responses for the direct (solid line)
and reverse (dashed line) branches of the current—voltage
characteristic (dot-and-dash lines show the contours of the
curves corresponding to a Gaussian distribution). (b) Differ-
ences in the current—voltage characteristics obtained with-
out and under microwave radiation for the direct (solid line)
and reverse (dashed line) branches (dot-and-dash line shows
the Gaussian contour). T = 3.40 K.

3. CURRENT-VOLTAGE CHARACTERISTICS

The structure of In—opal can be represented as a
face-centered cubic lattice formed by nanostructures of
the grain—bridge—grain type. The resistive state of this
nanostructure will be taken to mean the state when the
flowing current is larger than the critical current of a
bridge.

The current-voltage characteristic of the In—opal
composite (Fig. 2a) with I, > 0 is adequately described
by the relationship V = (12 — 12)°7. Such a hyperbolic
current—voltage characteristic is typical of a single
resistively shunted bridging Josephson junction [17].
On the other hand, similar behavior of the current—volt-
age characteristic is observed in superconducting films
with a regular lattice of pinning centers when the lat-
tices of magnetic vortices and spinning centers are
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Fig. 6. (a) Dependencesof thecritical current for thedirect |
and reverse| .4 branches of the current—voltege characteristics
and the current |, a a maximum of the microwave response
on the temperature. (b) Resistive transition in the In—opal
composite. Arrows indicate the transition temperatures
obtained by the extrapolation of the data shown in Fig. 6a.

commensurable [18]. For a two-dimensional lattice of
Josephson junctions, a hyperbolic current—voltage
characteristic corresponds to the junctions with zero
McCumber parameter [19], i.e., to bridges with a very
low resistance and capacitance. Evidently, the fact that
the current—voltage characteristic has hyperbolic
behavior is not sufficient to elucidate the mechanism of
its formation. However, the shape of the current—volt-
age characteristic gives grounds to assume that the sys-
tem of indium grainsin opal is regular from the view-
point of both geometric sizes and the parameters of
intergranular links and/or circuits.

Knowing the resistance of the sample and its geo-
metric cross-section, we estimated the resistance of a
single bridge in the normal state near thetransition tem-
perature as R = 0.5 Q. These bridges are characterized
by a high transparency and can be considered within
the classical approach to the conductivity [20, 21]. In
the general case, the conductivity of single bridging
junctionsat | > |, can be described in the framework of
the Andreev multiple reflection model [21]. However,
this theory cannot be directly applied to the charge
transfer in the lattice of multiply connected grains,
because the grain sizes are comparabl e to the coherence
length € and are substantially less than the relaxation
length of quasiparticles.

As the initial approximation, the bridges between
the adjacent grains are treated as short (L < 100 nm) and
narrow neckings of variable cross-section (the mini-
mum diameter d, ~ 15 nm) between superconducting
grains. The junction length is considerably less than &,
which, in bulk indium, is equal to &, = 360 nm. It was
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demonstrated that, in the case when the ratio between
the width of the Josephson bridge necking width and
the coherence length is small (d / 2¢ < 1), the size of
the region in which the order parameter is suppressed is
comparable to the minimum width of necking and does
not depend on the coherence length [22]. It is obvious
that thisratio holdsfor the indium—opal nanostructures.
The current—phase relationship for these bridges is
purely sinusoidal, asisthe case of tunnel junctions. By
assuming that the critical current of a lattice is deter-
mined by the suppression of superconductivity in
bridges, it should be taken into account that the critical
current density in a bridge increases with adecreasein
its diameter j; ~ &/d [22] and should be larger than the
critical current density in a bulk superconductor. How-
ever, the estimate of the critical current density j in a
bridge from |, = 280 mA (the direct branch of the cur-
rent—voltage characteristicat T = 3.4 K) and the number
of bridges connected in paralel in the sample cross-
section N = 4 x 10° leads to j4 = 108 A/m?, which is
close in the order of magnitude to the critical current
density of bulk indium. On the other hand, since
do, t < &, the grains cannot serve as massive “banks,”
and, hence, their critical parameters depend on the state
of bridges. This means that the difference in critica
currents of grains and bridges cannot be large.

The experimental dependence I (T) is closeto linear
(whichisin agreement with therelationship I, ~ 1 —T/T,
obtained in [22] for short narrow bridges), but exhibits
aweak kink at T = 0.9T.. Thiskink is characteristic of
the superconductor—opal composites (see, for example,
[10, 23]) and can be explained by the correlation
between & and the unit cell parameter. The critical tem-
perature T, = 3.45 K determined from the intersection
of the asymptotics of 1(T) with the T-axis is the same
for the direct and reverse branches of the current—volt-
age characteristic (Fig. 6d), which suggests that the
mechanism of resistivity isidentical for both branches
of the current—voltage characteristic.

The data discussed above result in a discrepant pic-
ture of the resistive state: (i) according to the current—
voltage characteristic of the lattice, the resistive state
embraces an appreciable current range, whereas the
critical currents of grains and bridges should be closeto
each other; (ii) the current suppression of superconduc-
tivity in bridges gives no reasonsfor an anomalous hys-
teresis in the current—voltage characteristic; and
(i) thel, current of the lattice per one bridgeis consid-
erably less than the geometry-allowed current. In order
to resolve these contradictions, it is necessary to take
into consideration the interaction between single nano-
structures.

4. MICROWAVE RESPONSE

The response of the indium—opal composite to the
microwave radiation can be caused neither by the clas-
sica rectification, because the AV, (V) dependence is
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not proportional to dV(l) / dl, nor by the Josephson fre-
guency-selective rectification, since the location of a
maximum in the AV, (V) dependence varies with tem-
perature at a constant radiation frequency. Most likely,
the observed response is the Josephson wide-band
response. The rectification through this mechanism
requiresthat the ensembleinvolves bridgesin theresis-
tive state.

The observed responses AV,(V) are qualitatively
similar to each other in the entire studied range of tem-
peratures and currents. The width of the microwave
response range is the sole parameter varying in aregu-
lar way. For the current—voltage characteristic with |, =0,
the microwave response is observed at any current in
theresistivity range (Fig. 4). In the case of the current—
voltage characteristic with | . > 0, the width of the peak
monotonically decreases with adecreasein the temper-
ature (Fig. 5b), as contrasted to an increase in the volt-
age range of resigtivity in the current—voltage character-
istic. Note that the width of the response range for the
reverse branch of the current—voltage characteristic is
somewhat less than that for the direct branch (Fig. 3a).

Reasoning from these facts, we believe that the
maximum of the microwave response corresponds to
the current at which a relatively large fraction of
bridgesisin the resistive state. We aso suppose that, in
the response range AV, (V), the relationship | gyigge < 1 <
legrain iSVaAid, at least, for apart of bridges. A narrowing
of the response range with a decrease in the tempera-
ture indicates that |gyigge —> lograin @ccording to the
inference drawn from analysis of the bridge structure.

The critical temperature T, = 3.7 K, which is deter-
mined from the asymptotic of the I, (T) dependence, is
higher than the temperature T, = 3.45 K obtained from
the asymptotics of the | (T) dependence (Fig. 6a). This
implies that the transition to the superconducting state
involves two stages. L et us demonstrate that the differ-
enceresidesin the state of weak links. A comparison of
the T, and T, temperatures with the R(T) curve of the
resistive transition (Fig. 6b) shows that the former tem-
perature corresponds to the resistive transition temper-
ature, and the latter temperature, to the onset of resis-
tance fluctuations (the R(T) dependence was discussed
in [24]). In the temperature range between T, and T,
the current—voltage characteristic exhibits a pro-
nounced nonlinearity (Fig. 2b). It is clear that, in the
fluctuation pairing mode, the lattice contains supercon-
ducting and nonsuperconducting regions whose bound-
aries are responsible for the microwave response.

In the case of the resistive state of bridges, the oscil-
lating current of quasiparticlesin asingle bridge neces-
sarily modulates the current flowing through the adja-
cent bridge; i.e., the oscillations of voltage (order
parameter) in the adjacent bridges are phase-locked
through the injection of quasiparticles. At the same
time, the branching of current flow paths (Fig. 8) can
bring about the cross-locking of the lattice as a whole.
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Fig. 7. Dependences of the maximum stimulated current I ,
thecurrent | ,,at amaximum of the microwave response, and
the critical current |, on the temperature.

In the lattice of identical bridges, the effect of phase-
locking can be very strong. In the presence of lattice
defects, the phase-locking is lost, and the number of
bridges phase-unlocked by one defect depends on the
path length of quasiparticles. In the case under consid-
eration, the smal amplitude of response and the
absence of sharp peaks with a change in the voltage
across the sample indicate that the oscillations of qua-
siparticle current are phase-uncorrelated. Therefore,
the lattice of weakly linked grains, whichisordered rel-
ativeto the low-frequency processes, can be considered
the so-called Josephson glass with respect to the high-
frequency processes.

Asfollowsfrom analysis of the microwave response
of theindium—opal composite, the critical current of the
lattice is determined by a mechanism unrelated to the
suppression of superconductivity in bridges, and the
bridges undergo atransition to the resistive state when
the currents considerably exceed the critical current of
the lattice.

5. DISTRIBUTION OF CURRENT
OVER THE LATTICE

The close packing of grains in the lattice (the unit

cell parameter f = /2 D 0360 nm ~ &) providesameans
of describing the vortex dynamics in the indium—opal
composite within both the continual and discrete
approaches. The continual approach was used by
Babaev and Ktitorov [25], who treated the lattice of
Abrikosov vortices and the lattice of grains as incom-
mensurable phases; however, the current—voltage char-
acteristics were not considered. We will adhere to the
discrete approach under the assumption that vorticesin
their ordinary sense are absent in the indium—opal com-
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O-grains
from different
layers

T-grains

Fig. 8. Schematic representation of the structure of current-carrying pathsin the In—opal lattice. The O-grains located in the (110)
planes outside the figure plane are hatched. Current flowing along the path shown by dashed lines in the [011] direction produces

the magnetic field in the [011] direction due to tracing the circuits.

posite, because the size of indium grains correspondsto
the London penetration depth of a magnetic field Ay =
65 nm and is appreciably less than & = 360 nm.

The morphology of the material (Fig. 1) issuch that
the current flow can be considered as a periodic branch-
ing and merging of current-carrying paths at sites of
grain lattice. The magnetic field produced by the cur-
rent affects the interference of the wave functions of
carriers by introducing the phase difference in tracing
the circuits. Hence, the quantization of the magnetic
flux imposes some restrictions on possible paths of the
superconducting current and magnitudes of circuit cur-
rents. This gives rise to the self-consistent state, which
is characterized by a nonuniform distribution of the
current throughout the cross-section of the lattice due
to the interaction between circuits. This interaction
involves circuits whose perimeter allows the wave
function of carriersto retain the phasein tracing the cir-
cuit, and the weak links involved in the circuits are in
the superconducting state. This distribution of current
over thelatticewill bereferred to asthelattice of circuit
currents.

Since the circuit currents are self-consistent, the lat-
tice volume is divided into regions, and the transport
current flows along their boundaries. The size of a
region should be large enough for the circuit to include
up to severa flux quanta. The accumulation of mag-
netic flux in acircuit is likely limited by the condition
for the retention of superconductivity by weak links,
because the resistive link frustratesthe interference. By
definition, thelattice of circuit currentsiscommensura-
blewith the grain lattice. Asthe current increases, these
regions undergo a further division to increase the cur-
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rent-carrying capacity of the lattice. At the instant of
rearrangement, the lattice of circuit currents becomes
unstable; i.e., thislattice can undergo not only division,
but also displacement relative to the lattice of grains. A
decrease in the circuit size brings about a decrease in
the spread of the parameters of weak links involved in
the circuit, which becomes more stableto anincreasein
the magnetic field. The displacement of circuit currents
is caused by the Lorentz forces. These forces acting on
acircuit current at any nonzero value are induced by the
other circuits, because the planes of circuits with differ-
ent configurations are rotated in the face-centered lat-
tice (Fig. 8). The displacement of magnetic flux pro-
duced by the lattice of circuit currents is accompanied
by the dissipation of energy and the appearance of volt-
age across the junctions. The structural defects of opal
and the thermal fluctuations also favor the “melting” of
the circuit current lattice. Consequently, the critica
current determined from the current—voltage character-
isticisthecritical current corresponding to the onset of
the motion of the magnetic flux. However, the motion
of magnetic flux isal so attended by afurther division of
the circuit current lattice to the minimum possible size.
Asisknown from the experiments on the penetration of
the magnetic field into the indium—opal composite[11],
the circuits whose diameters change by a factor of
twenty are involved in the process. When the current
becomes sufficiently large to destroy the superconduc-
tivity of bridges, the lattice as a whole transforms into
the normal state.

The change in sign of the current gradient brings
about the enlarging of circuitsrather than their division.
It is evident that, compared to the “wide-mesh” lattice,
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the “fine-mesh” lattice is capable of carrying a larger
amount of current, because the limiting magnetic flux
trapped in the latter lattice islarger. The discreteness of
the magnetic flux resultsin the delay of thelatticetrans-
formation to the wide-mesh state, which is responsible
for the irreversibility of the current—voltage character-
istic and anomalous hysteresis.

6. MICROWAVE STIMULATION
OF SUPERCONDUCTIVITY

The stimulation of superconductivity by an external
microwave field is associated with an additional contri-
bution of the Cooper pairs to the current flow in an
ensemble under externa irradiation (Fig. 3). It seems
likely that the stimul ation effect can beinterpreted asan
increase in the flux trapped in a circuit due to the stim-
ulation of the order parameter, as is the case of the
microwave-induced superconductivity in thin super-
conducting cylinders [26].

The temperature dependence 14(T) of the maximum
stimulated current in the temperature range T < T, is
limited from below by the I (T) dependence (Fig. 7).
This implies that the manifestation of the stimulation
effect requires a branched system of current flow paths
in the lattice. On the other hand, the I4(T) currents do
not exceed the | (T) currents; i.e., the microwave stim-
ulation is observed in the range of currents at which the
bridges are predominantly in the superconducting state
and the system of circuit currents is not disturbed. In
thisrange, the microwave field enhances the stability of
weak links with respect to the suppression of supercon-
ductivity by current and, hence, provides away of trap-
ping a larger number of magnetic flux quanta by acir-
cuit. Thus, the fact that the I4(T) currents are interme-
diate between the | (T) and I,,(T) currentsindicates the
correlation between the microwave stimulation and the
stability of circuit current lattice.

No stimulation of superconductivity is found in the
reverse branch of the current—voltage characterigtic,
which can be a consequence of the masking effect of
heat release. For the current—voltage characteristic
without critical current, the resistivity has a different
nature: the circuit currents are absent in the lattice, the
stable superconducting state is not observed, and the
stimulation effect does not manifest itself.

Therefore, the application of the microwave
response alowed usto distinguish between theresistive
state of the lattice consisting of multiply connected
indium nanostructuresin the opal matrix asawhole and
the resistive state of nanostructures comprising the lat-
tice. It was demonstrated that, first, the critical current
of the lattice is not associated with the suppression of
superconductivity in the nanostructures forming the lat-
tice, and, second, the superconductivity in nanostruc-
tures can be stimulated by the external microwavefield,
but this effect does not |ead to an increase in the critical
current in the lattice as a whole. The proposed model
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describes the resistive state of the lattice of weakly
linked superconducting grains as a result of the self-
consistent change in the distribution of the transport
current over the lattice. The critical current in the
indium—opal composite is determined by the displace-
ment of the lattice of circuit currentswith respect to the
grain lattice, and the resistive state of the indium—opal
composite is predominantly caused by the quasi-con-
tinuous rearrangement and displacement of the circuit
current lattice. A noneguivalent configuration of circuit
currents upon changein the sign of the transport current
gradient is responsible for the anomalous hysteresis of
the current—voltage characteristic. The external micro-
wave field enhances the stability of circuit currents due
to an increase in the critical current of nanostructures,
which results in an additional contribution to the cur-
rent flow in the ensemble.

The shape of the current—voltage characteristic is
determined by a collective effect—the interaction of
circuit currents in the ordered lattice. The range in
which this effect is stable is determined by the current
required for the transformation of weak links into the
resistive state. At the same time, the achieved degree of
crystallinity of the latticeis not sufficient to provide the
locking of the lattice with respect to the high-frequency
process (microwave response) due to the nonidentity of
the parameters of bridgesin the resistive state. It seems
likely that the phase locking of the dynamic response of
junctions requires the fulfillment of considerably more
rigorous constraints for thelattice ordering and the cou-
pling of bridges with an external field.
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Abstract—An Auger electron spectroscopy study is reported of the elemental depth profile of Y-Ba—Cu—O
HTSC targets subjected to ion-plasma sputtering in a magnetron deposition system and ion-beam sputtering in
the Auger spectrometer chamber. It has been established that the process consists in all cases of predominant
copper sputtering accompanied by the formation of a modified surface layer and of a copper-depleted region.
This region is assumed to originate from intense copper diffusion from the bulk to the modified surface layer
driven by a concentration gradient. © 2000 MAIK “ Nauka/Interperiodica” .

An analysis of composition-property diagrams [1-4]
revealed that Y-Ba—-Cu—O (YBCO) superconducting
films prepared in situ have optimum superconducting
properties not at the stoichiometric composition,
YBa,Cu;0,_5 but rather when enriched heavily in
copper and, less strongly, in yttrium (in the region of
the Cu/Ba= 2.2-3.5 and Ba/Y = 1.0-1.5 atomic ratios,
respectively). Thefact isthat at close-to-stoichiometric
compositions, thereisahigh probability of cationic dis-
ordering to set in the YBCO unit cell (substitution of
barium for yttrium and creation of copper vacancies),
processes that distort the lattice and degrade seriously
the superconducting properties of a film [2, 5]. As a
result, stoichiometricY BCO filmswith a“smooth” sur-
face (by [3], deviations from the 123 composition
should not exceed 1%) exhibit poorer electrical charac-
teristics [6-8]. On the other hand, an excess of copper
and yttrium in Y BCO films with good el ectrical param-
eters precipitates in the form of particles of secondary
phases, whose presence is extremely undesirable for
most technical applications. Thus, the cationic compo-
sition determines practically al properties of YBCO
films, namely, the electrical parameters, microstruc-
ture, phase composition, and surface morphology. Note
that the compositions optimum for various parameters
of the YBCO films do not coincide. Preparation of
Y BCO films with preset properties is obviously possi-
ble only if one properly understands the specific fea
tures of formation of the cationic composition of films
in the course of their growth. This relates primarily to
the methods of YBCO film fabrication that employ
multicomponent monosources of material (laser-
induced evaporation and ion sputtering), because, in
this case, unlike the MOCV D and co-evaporation tech-
nologies, thereisno possibility of controlling the emis-
sion of each component. However, monosource-based
deposition systems are presently enjoying widespread
use, primarily dueto their simplicity and reliability; the

cylindrical magnetron sputtering system (ICMS) [9]
may serve as an example.

One of the reasons that could account for the devia-
tion of the film composition from the starting composi-
tion of a multicomponent target in ion sputtering is the
variation of the target composition through preferential
sputtering and selective diffusion of components from
the bulk of the target into the modified surface layer
[10]. The present work studies the variation of the
Y BCO target composition in the course of magnetron
sputtering in an ICM S system, aswell asaresult of ion-
beam sputtering in an Auger spectrometer.

1. EXPERIMENTAL

The variation of the elemental composition of
YBCO targets was studied with an ESO-3 Auger elec-
tron spectrometer. The energy of the probing electron
beam was 3 keV, and the detection region diameter,
5 um. The residua pressure in the analytical chamber
did not exceed 5 x 10~ Pa. We analyzed the Auger lines
of Y (126 eV), Ba(600 €V), and Cu (920 eV). The KIB-1
ceramic (TU 48-0531-390-88) of the YBa,CuzO;_;
composition, which was the starting material for the
targets, served as areference. Because the diameter of
the Auger detection region was ~5 um, and the most
probable grain size of the KIB-1 ceramic was~1 um, it
was assumed that local inhomogeneities would not
affect the results of measurements. We studied the vari-
ations of the YBCO target composition that were pro-
duced by ion-beam sputtering directly in the Auger
spectrometer and by magnetron sputtering inthe ICMS
system. The changes in the cation composition of the
YBCO targets subjected to ion-beam sputtering were
studied by layer-by-layer analysis. We have described
the technique of a high-resolution layer-by-layer Auger
analysisemployed inthiswork in detail elsewhere[11].
The elemental depth profile was obtained by sputtering
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Fig. 1. Elemental depth profile of Y BCO targets subjected to
ion sputtering: (a) ion-beam sputtering, (b) magnetron sput-
tering (erosion zone depth 3.5 mm).

the surface of a stoichiometric Y Ba,Cu;0; _ 5 target by
a2-keV Ar* ion beam incident at an angle of 46°. The
ion current density at the target was ~15 pA/cm?. The
diameter of the sputtered region was ~2 mm. The target
sputtering rate in this regime was ~4 nm/min. Opera-
tion in this mode produces noticeable compositional
changes in the near-surface layer of the target, which
are caused by preferential sputtering. The power den-
sity released at the target in magnetron sputtering was
~14 W/cm?, the target voltage was ~150 V, and the
working gas pressure was ~40 Pa. The target sputter-
ing rate in this regime was ~150 nm/min. One per-
formed elemental analysis of targets with erosion zones
1.5 and 3.5 mm deep. To make a comprehensive inves-
tigation of the composition profile in the modified sur-
face layer of the targets subjected to magnetron sputter-
ing, one carried out layer-by-layer Auger analysis of
samplesin the region of the erosion zone by sputtering
the surface away with a 0.5-keV Ar* ion beam incident
at an angle of 46°. The measurements made with the
reference revealed that the changes in the Y BCO target
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composition introduced by the layer-by-layer analysis
in this regime are negligible compared to those pro-
duced by magnetron sputtering. The composition pro-
file a larger depths was studied by layer-by-layer
Auger anaysis of samples with sputtering ions of
2 keV energy. The sputtering rate in the layer-by-layer
analysiswascalibrated in al casesagainst a¥Y BCO film
of known thickness. To investigate the bulk composi-
tion profile of targets subjected to magnetron sputter-
ing, cross cuts of target elements in the region of the
erosion zoneswere made. The spatia distribution of the
Cu/Ba concentration ratios were obtained by measur-
ing the peak-to-peak signal intensities of the elements
along the surface of the cross cut. A cross cut of the
K1B-1 ceramic was employed as areference.

2. RESULTS OF THE EXPERIMENT

Consider first the variation of the cation composi-
tion in aYBCO target, produced by ion-beam sputter-
ing. Figure 1a presents an elemental depth profile of a
target derived from a layer-by-layer analysis. One
readily sees that this regime of YBCO target sputtering
results in a preferential sputtering of copper and
yttrium. It is known that preferential sputtering is
observed in the case of multicomponent targets where
individual components are sputtered in amounts not
proportional to the surface concentration of an element
and is due primarily to the following factors: (i) a dif-
ference in the atomic mass of the target components,
which results in different lengths of the collision cas-
cades, and (ii) adifference in surface or chemical bind-
ing energy among the target components [12]. Prefer-
ential removal of one of the components from the sur-
face gives rise to the formation of the so-called
modified surface layer. At temperatures low enough to
make diffusion from the bulk negligible, the modified
layer retains a fixed thickness, thus making it possible
to reach equilibrium conditions at which the sputtered
amount of each component is proportional to the bulk
concentration of the latter. In this case, the composition
of the material lost from the target will be the same as
that of the bulk. The situation changes if, at high
enough temperatures and/or high diffusion coefficients,
the concentration gradient thus produced makes the
mass transport of one of the components from the bulk
to the modified surface layer prevail over the depletion
caused by preferential sputtering. This means that the
sputtering is no longer at equilibrium, i.e., the compo-
sition of the material being sputtered is no longer the
same as in the bulk, and the bulk composition changes
continuously. As seen from Fig. 1a, amodified barium-
enriched surface layer ~50 nm thick formsin our case.
However, equilibrium sputtering conditions are not
attained. Asthe target sputtering continues, the surface
layer exhibits a noticeable decrease of the copper con-
centration (from ~43 down to ~37%) and, accordingly,
an increase in the yttrium concentration. This implies
the existence of copper mass transport from the bulk to
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the modified surface layer driven by the concentration
gradient. As evident from Fig. 1a, the copper-depleted
region extends to ~200 nm in depth.

The data obtained permit oneto estimate therelative
sputtering coefficients and relative surface binding
energies of theYBCO components, as well as the cop-
per diffusion coefficient. In the case of preferential
sputtering of a multicomponent material, the following
relation holds [12]:

YAlYe = (CalCa)/(CalCH), (1)

where Y isthe component sputtering coefficient, and
¢ and ¢ are the bulk and surface concentrations of the

ith component, respectively. We shall take for ¢ the
concentrations at a depth ~50 nm of the modified sur-
face layer (Fig. 1a), and for ¢, the stoichiometric con-
centrations of the Y BCO components (¢cy = 17%, Cg, =
33%, and ¢, = 50%). Equation (1) yields the following
relations for the sputtering coefficients of the YBCO
components:

YEIYS = 175, Y&/YS, =168, YS/YS =1.04.

Because the sputtering ion energy (2 keV) liesin the
range where linear cascades can be initiated, one can
use the Andersen—Sigmund model [13], by which

YAYE = (Mg/MR)*"(Ug/U ) 2", )

where M; and U; are the mass and surface binding
energy of the atom of the ith component, and m is a
parameter depending on the incident ion—target atom
interaction potential; typically, 0 < m< 0.2. We set in
our calculations m = 0.2, i.e., we assume that besides
the surface binding energy, the preferential sputtering
process is affected also by the mass factor, because the
mass of copper atoms s less than that of yttrium atoms
approximately by afactor 1.5, and less than that of the
barium atoms, by more than a factor of two. Using the
sputtering coefficient ratios derived from (1), we obtain
from (2) thefollowing surface binding-energy ratiosfor
theY BCO components:

Uy/Ug, = 202, Ug Ug, =142, U,/Ug, = 143,

The copper diffusion coefficient D can be estimated
using the diffusion models of Pickering (thermal diffu-
sion) [14] and Ho (thermal and radiation-enhanced dif-
fusion) [15]. By these model s, the effective thickness of
the depl eted zone forming asaresult of diffusion of one
of the multicomponent target components toward the
modified surface layer can be written as

5 = Dlu, (©)
where u isthetarget erosion rate. In our case, the target
sputtering rate in the layer-by-layer analysis regime
u=4 nm/min. In accordance with the data of Fig. 1a,
d = 200 nm, whichyields D = 1.3 x 10 cm?/s.
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Consider now the changesin the cation composition
produced by magnetron sputtering in a'YBCO target.
Figure 1b presents an elemental depth profile of a
YBCO target with a ~3.5-mm deep erosion zone,
obtained by layer-by-layer analysis. As was aready
mentioned, this analysis does not affect the profile
resulting from magnetron sputtering. An analysis of the
data obtained permits the following conclusions. The
layer from the surface to adepth of ~4 nmis apparently
formed by the material deposited on the target surface
through back diffusion from the working gas after the
discharge turnoff. The reverse flows onto the target
must be quite substantial, because straightforward esti-
mation of the lengths of directed motion of the sput-
tered YBCO component atoms yields about 1 mm for
the working gas pressures used (~40 Pa). The next 2 nm
in the elemental depth profile correspond to the modi-
fied surface layer depleted in copper. Hence, the mag-
netron sputtering regime employed, as well asthe ion-
beam sputtering, is characterized by preferential copper
removal. As seen from Fig. 1b, the composition of the
target bulk differs strongly from the original stoichio-
metric one (¢, = 17%, Cg, = 33%, Cc, = 50%). Thisindi-
cates that the equilibrium sputtering conditions were
not reached. Just as in the case of ion-beam sputtering,
we have here copper diffusion from the bulk of the tar-
get to the modified surface layer. The data of Fig. 1b
permit one now to calculate the relative sputtering coef -
ficients of the Y BCO components using Eq. (1):

YelYy =255, YaYga = 1.90, YgJ/Yy = 1.34,

The data of Fig. 1b make possible also the determina-
tion of the surface binding energies of theYBCO com-
ponents. Because the sputtering-ion energy in the mag-
netron process (~150 eV) lies below the energy range
where the linear cascade theory [13] is valid, we shall
use for the calculations the model of Kelly [16]. This
model postulates a change in the composition of the
outermost monolayer only, whose atoms are imparted
energy in the course of sputtering in the same way as
the adsorbed ones are. We believe that this model better
reproduces the magnetron sputtering conditions in the
given regime, because asubstantial part of the sputtered
material returns back to the target surface through back
diffusion in the working gas and is again resputtered
when in the adsorbed state. By the model of Kelly, we
have

Y Ys = [(Ca+Cay)/(Ca+CaY)(Ug/Uy),  (4)
where y = 4M,/Mg/(M, + Mg)2. Calculations using (4)
yield
Uy/Ug, = 256, Ug/Ug, = 196, U,/Ug, = 1.33.

The difference of the surface binding energy ratios
from the results obtained from (2) reflects the above-
mentioned specific features of the state of the target
surface under magnetron sputtering in the regime cho-
sen. We see that the surface binding energy of copper
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atoms is here still lower than that found for an unper-
turbed target.

A layer-by-layer Auger analysis of thetarget with an
erosion zone 3.5 mm deep made with 2-keV Ar* sput-
tering ions showed the regions of diffusive depletionin
copper to lie deeper than 1.5 um. Therefore, cross cuts
of the target elements in the region of the erosion zone
were made in order to probe the bulk composition pro-
files of the magnetron-sputtered targets. The spatia dis-
tribution of the Cu/Ba concentration ratios was studied
by measuring the peak-to-peak signal intensities along
the surface of the cross cut. Figures 2a and 2b present
the Cu/Baratios (in formula units) in the bulk of targets
with erosion zones 1.5 and 3.5 mm deep, respectively.
The dashed line corresponds to the reference value
Cu/Ba = 1.5 measured on a cut of the KIB-1 ceramic.
The error bars refer to the maximum allowable devia-
tions of the Cu/Ba ratio as specified by TU 48-0531-
390-88 Technical Requirements (~7%) for the KIB-1
ceramic. Thesolid curvein Fig. 2bisaplot of asecond-
degree smoothening polynomial. The results obtained
permit the following conclusions. Magnetron sputter-
ing produces considerable changes in target composi-
tion to a substantial depth. The target with an erosion
depth of 1.5 mm (Fig. 2a) revealed a depletion in cop-
per to a depth on the order of 100 um, and the copper
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content at the surface of the erosion zone is about 90%
of that in the reference. In the target with a 3.5-mm
deep erosion zone (Fig. 2b), copper depletion is seen
to exist throughout the remaining part of the target
(~1000 pm), with the copper content at the surface not
exceeding 30% of the reference. In the surface region,
these results agree well with the figures obtained in tar-
get studies by the layer-by-layer Auger analysis. Using
the data of Fig. 2a, one can estimate the copper diffu-
sion coefficient D from (3). For & = 100 um, we obtain
D = 2.5 x 102 cm?%s. At the same time, the data of
Fig. 2b suggest that if the target is eroded to a depth of
3.5 mm, a steady-state sputtering regime (i.e., with
0 = const) has not been reached at all.

3. DISCUSSION OF RESULTS

The values of D and & presented here imply that
both in magnetron and in ion-beam sputtering of Y BCO
targets, copper diffuses intensely from the bulk of the
target to the modified surface layer. For comparison,
consider the results obtained in a study of the concen-
tration profile of a 52 at. % Ni—Cu alloy following its
bombardment by 500-eV Ar*ions[17]. At atarget tem-
perature of 400°C and a fluence of 7.5 x 10" cm™, a
copper-depleted layer with d = 3 um forms in the sur-
face region, which corresponds to a copper diffusion
coefficient D = 1072 cm?/s. Our values of D are higher
by nearly two orders of magnitude in the case of ion-
beam sputtering, and by four orders of magnitude for
magnetron sputtering. One should apparently take here
into account the specific structural features of the
YBCO target, which represents fritted ceramic with a
density of ~4.5 g/cm3. The calcul ated density of thesin-
gle-crysta YBa,Cuz0;_; is ~6.3 g/cmd. This implies
that alarge fraction of the target volume is occupied by
pores and, hence, intense diffusion can take placeinthe
bulk over the grain surfaces.

The conclusion of the existence of masstransport in
the bulk of aY BCO target under ion-beam sputtering in
an Auger spectrometer was fairly unexpected, because
a target subjected to the above-mentioned layer-by-
layer analysisis practically not heated. The diffusionin
this case has apparently a radiation-induced character.
We cannot rule out the possibility that the monotonic
nature of the elemental profile at depths of about 50 nm
(Fig. 1a) is due to an increase in the diffusion coeffi-
cient associated with a buildup of radiation defects. It
should be noted that the Ho kinetic model of preferen-
tial sputtering used here to estimate the diffusion coef-
ficients assumes, in addition to the conventional ther-
mal, aradiation-enhanced diffusion. Additional experi-
ments are planned in order to confirm the existence of
mass transport in the bulk of Y BCO targets subjected to
ion-beam sputtering in the given regime.

As for the reasons behind the noticeable copper
mass transport in'Y BCO targets under magnetron sput-
tering, no comprehensive explanation could be pro-
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posed for this phenomenon at this stage of the investi-
gation. First of al, one should take into account that a
YBCO target subjected to magnetron sputtering in the
given regime can be heated to fairly high temperatures.
Estimates of the target temperature range from 150 to
500°C. In these conditions, diffusionismoreintense. In
addition, we believe that magnetron sputtering in this
regime could initiate generation of diffusion-stimulat-
ing defects, namely, radiation defects themselves and
oxygen vacancies. Radiation-enhanced diffusion
appearsto cause substantial changesin the composition
of a multicomponent target under ion-beam sputtering
if the target temperature lieswithintherange0.2< T <
0.6T,, where T, is the melting point [18]. Considering
that, for the single-crystal YBCO T, = 950°C [19], and
taking into account the above target temperatures, this
relation is satisfied in our case. Formation of oxygen
vacancies is characteristic of the YBCO materiadl. It is
known that various factors, including fairly soft ones,
are capabl e of stimulating oxygen loss and formation of
oxygen vacancies in Cu—O chains in the YBCO unit
cell [20-23].

Thus, both in magnetron and ion-beam sputtering,
the high porosity of YBCO targets is apparently capa-
ble of stimulating intense diffusion over the grain sur-
faces, while the grain bulk diffusion is initiated by the
formation of radiation defects and oxygen vacancies. In
the conditions of magnetron sputtering, the diffusion
rate is higher because of target heating. All this
accounts for the anomalously high diffusion coeffi-
cients found in our experiments.

The data presented in this study show that the
noticeable changes in the composition of a multicom-
ponent target resulting from selective diffusion from
the bulk to the modified surface layer are phenomena
typical of YBCO film preparation by ion sputtering in
general and by the magnetron process in particular.
This emphasizes the importance of understanding how
the changes occurring in the target composition can
affect the properties of thin YBCO films. First of all,
one has to stress once more that the superconducting
characteristics of YBCO films become optimum in the
region of compositions heavily enriched in copper (to
an atomic ratio Cu/Ba = 2.2-3.5). Also, the supercon-
ducting properties of YBCO films vary insignificantly
with the composition changed from the above figure to
stoichiometric values and become dramatically
degraded only when the copper content drops below the
stoichiometric level [2, 5]. One may conjecture that the
magnetron process, due to the preferential copper sput-
tering occurring for along time (tens of hours[24-26]),
produces YBCO films enriched in copper and, hence,
with close-to-optimum superconducting properties. We
also believe that besidesthe preferential copper sputter-
ing, the YBCO film composition is determined in a
large measure, if not primarily, by selective reevapora-
tion of barium from the condensation surface. We
showed [27] that, at substrate temperatures above
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~700°C, YBCO films start to become noticeably
depleted in barium. By properly optimizing the sub-
strate temperature in accordance with the running tar-
get composition, one can prepare Y BCO films with an
optimum composition and, hence, with optimum super-
conducting properties. We prepared high-quality thin
YBCO films (with a zero resistivity temperature of
~90 K and a critical current density of ~2 MA/cn? at
77 K) even in the case where the copper content in the
bulk of the target did not exceed 50% of the stoichio-
metric value (Fig. 1b).

The results presented in this work and in [27-29]
permit one to classify the processes accounting for the
variation of the cationic composition of YBCO films
during their growth in the following way: (i) the use of
off-axis deposition systems (in particular, ICMS) rules
out variation of the cation composition in the bombard-
ment of the growing film by energetic particles (oxygen
ions and secondary electrons) accelerated in thefield of
the target; (ii) the variation of the film cation composi-
tion through selective scattering and diffusion of sput-
tered Y BCO component atomsin theworking gasin the
typical film preparation conditions does not exceed
15% [28]; (iii) the variation of the film cation composi-
tion due to selective desorption of copper and barium
adatoms from the surface of agrowing film under bom-
bardment by the plasmaions accel erated by thefloating
substrate potential can reach as high as 30% [29];
(iv) the variation of the film cation composition, caused
by preferential sputtering and selective diffusion in the
bulk of a monotarget can reach 50%; (v) the variation
of the film cation composition induced by selective
reevaporation of barium from the surface of the grow-
ing film at a growth temperature of about 700°C [27] is
apparently the most significant factor, because it makes
it possible to prepare films with an optimum composi-
tion by properly varying the growth temperature within
a narrow interval, even if processes (i)—(iv) are opera-
tive.

Thus, the studies described in this paper have dem-
onstrated that an ion beam incident on aY-Ba-Cu-O
HTSC ceramic target gives rise to preferential sputter-
ing of copper with formation of a copper-depl eted mod-
ified surface layer. In the regimes conventionally
employed in ion-beam and magnetron sputtering, cop-
per diffuses from the bulk to the modified surface layer
because of a concentration gradient, which may change
substantially the target bulk composition. The anoma
loudly large diffusion coefficients may be apparently
accounted for by intense diffusion over the grain sur-
faces because of the high target porosity, and by the
onset of grain bulk diffusion stimulated by the forma-
tion of radiation defects and oxygen vacancies. The dif-
fusion observed under magnetron sputtering is more
intense due to the target heating. The results of this
work permit one to classify the processes occurring
during the growth of YBCO films and responsible for
their cation composition. Our present studies provide a
deeper insight into the processes involved in ion-beam
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sputtering of complex multicomponent and oxygen-
containing compounds. The results obtained can be
applied to reduce the total time of target sputtering
needed to prepare thin YBCO films of a given compo-
sition.
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Abstract—The diffusion of oxygen tracer atoms hasis, and a diffusion-structural analysisis made of the oxy-
gen subsystem of the Sr, 4Cay ¢Bi,Og g OXide representing a copper-free precursor of bismuth high-T. supercon-
ductors. The diffusion in this compound has been shown to be superanisotropic. It has been established that
superanisotropic diffusion in the oxygen subsystem of oxide systems, rather than being connected with the
high-temperature superconductivity and the existence of CuO, planes, is accounted for by the general features
of their crystal structure. © 2000 MAIK “ Nauka/l nterperiodica” .

It has been established that the oxygen subsystems
of the yttrium- and bismuth-containing HTSC oxides
possess unusual diffusion properties, namely, arecord-
high, at alevel of 10°-10°, anisotropy in the diffusion
coefficients of oxygen tracer atoms and an anomalously
high oxygen mobility in the basal planes [1-4]. As a
result, Fick’s phenomenological equations turn out to
be insufficient for a description of diffusion processes
in single crystals of these compounds [5]. This
accounts for the HTSC oxides having been placed into
a specific class of superanisotropic diffusion systems
[5]. It appeared of interest to establish the extent to
which their anomalous diffusion characteristics are
related to the quasiplanar structure of the compounds,
their superconducting properties, and the presence in
their structure of CuO,-type planes. This has stimulated
our present study of diffusion in the Sr,,Ca; ¢Bi, Oy
oxide.

The choice of the subject was dictated primarily by
[6], where this compound was proposed to be consid-
ered as a copper-free precursor of bismuth-containing
HTSC oxides. The Sr, ,Ca ¢Bi,O, bismuthite belongs
to perovskite-like Sry5_,Cay5_Bi,0; solid solutions,
with 0 < y < 1.1 (monoclinic structure, space group
c2im [7]). A preliminary study of the temperature
dependence of the permeability of samples revealed no
superconductivity in this compound down to 4.2 K.

Thetraditional approach to such a problem assumes
using single crystalsto study diffusion and carrying out
complex structural measurements of the compound by
means of X-ray, neutron, and electron diffraction tech-
niques, including those on single crystals. This work
followed an alternative approach based on the so-called
site-plane effect [8]. The phenomenon observed on the

HTSC 123 yttrium oxide lies in consecutive filling by
180 atoms of energetically inequivalent lattice sites
under isochronous annealing of a sample in gaseous
oxygen enriched in the 80 isotope. The isotope
exchange kinetics are studied on polycrystalline sam-
ples[5, 8]. The possibility of observing the site-plane
effect is directly connected with the anomalous diffu-
sion in superanisotropic systems [5, 8]. This permits a
comprehensive description of diffusion in the aobject
under study without direct measurements of the diffu-
sion coefficient anisotropy.

Investigation of the site-plane effect can yield infor-
mation not only on the energy states of oxygen atoms,
but on the number of sites of each speciesaswell, i.e.,
data on the atomic structure of the object. This hasini-
tiated an attempt at identification of the atomic struc-
ture of Sr,,Ca; ¢Bi,O, by diffusion measurements. It
can be considered as a method of structural-diffusion
analysis. This approach obviously has a methodol ogi-
cal potential aswell.

1. SAMPLES AND TECHNIQUES
1.1. Samples

The Sr, ,Ca, ¢Bi,O, bismuthite was prepared by a
technique described elsawhere [6] (annealing of a mix-
ture of the starting reagents at 850°C). The X-ray dif-
fraction pattern of the sample was identical with the
reference [6], thusindicating it to be single phase.

The powder was pressed into a cylinder 3 mm thick
and 10 mm in diameter. The sampleswere strengthened
by annealing for several hoursin air at 850°C with sub-
sequent rapid cooling. Next, the pellets were annealed
for 4 hours in chemically pure oxygen at 700°C and a
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pressure of 0.21 atm, followed by rapid cooling. The
samples thus obtained were porous. The isotope
exchange in such objectswasfound to proceed with the
same kinetics in crystallites on the outer surface of the
samples and at a depth of tens of microns, which
implies that gaseous oxygen penetrated freely into the
intergrain space in the course of annealing.

The concentrations of the metallic components in
samples were not monitored and were estimated from
the weights of the starting powders. Following the rec-
ommendations of [6], the oxygen content in the
Sr, 4,Cay ¢Bi,0, samples was refined. It was found to be
x = 8.8. The measurements were made by the nuclear
microanalysis method (see Section 1.3).

1.2. Isochronous and I sothermal Anneals

Diffusion anneals were carried out in a quartz tube
at a pressure of 0.21 atm in an oxygen atmosphere
enriched in the 20 isotope to 80%. Theisotope compo-
sition of the gas phase was constant for the duration of
annealing.

Isochronous anneals were carried out in the foll ow-
ing way. The samples were kept at the same tempera-
ture for 2 h, and the temperature of each subsequent
anneal was higher by 20°C than that of the preceding
one. Inall, 28 isothermal annealswere carried out in the
400-940°C temperature range. After each anneal, the
sample was cooled down to room temperature, and the
concentration profiles of the oxygen isotopes were
measured. The time taken to reach a constant tempera-
ture did not exceed 10 min, and the cooling time was
approximately 1 min.

The isotherma anneals performed at temperatures
from 340 to 450°C and aimed at measuring the diffu-
sion coefficients made up a separate series. These
anneals lasted from 20 min to 5 h, and the other condi-
tions were the same asin the isotope exchange kinetics
studies.

The temperature was measured to within £1°C with
a chromel—alumel thermocouple. The quartz tube used
in the anneal s was placed inside a massive meta cylin-
der. As a result, there was no temperature gradient
within the above accuracy at the sample location.

1.3. Concentration Profile Measurements

The concentration profiles of the %0 and 80 iso-
topes were measured down to a depth of 1 um by the
nondestructive technique of nuclear microanalysis.
This technique makes use of the °0(d, p)'’O* and
18O(p, a)™N reactions at primary-beam particle ener-
gies of 900 and 762 keV, respectively. The diameter of
the primary proton and deuteron beams was 1 mm, so
that a concentration measurement was actually an aver-
age over alarge number of grains. The plane surface of
the samples was set at right anglesto the axis of the pri-
mary beam, and the nuclear-reaction products were
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detected at 160°. The energy spectra of protons and o
particles were measured with a silicon surface-barrier
detector with adiameter of about 10 mm and an energy
resolution of 20 keV. To absorb the back-scattered deu-
terons and protons, Dacron films 16 and 10 um thick,
respectively, were placed in front of the detector. The
deuteron and proton beam currents during a spectrum
measurement were determined to within 0.6% with a
secondary monitor. The rms errors were less than 10%
for the lowest isotope concentrations, and 1% for the
high ones. The concentration profiles of the oxygeniso-
topes were derived from the spectra of the reaction
products using data on the stopping powers of the sys-
tem under study. These data were calculated with the
use of tabulated information on the pure components
and Bragg'sadditivity rule[9]. More details on the con-
centration profile calculation can be found in [10, 11].

After the annealing, we systematically recorded
Rutherford backscattering spectra of deuterons at a
900-keV primary beam energy. The quality of these
measurements was not high enough to determine, with
an acceptable degree of accuracy, the content of al
metalic components. These measurements reliably
showed, however, that the average bismuth and stron-
tium concentrationsin the grain surface layers (down to
a depth of ~1 um) did not change to within an error of
1%.

2. RESULTS AND DISCUSSION
2.1. Isotope Exchange Kineticsin | sochronous Anneals

Figure 1 presents the oxygen isotope concentrations
measured in a Sr, ,Ca, ¢Bi,Ogg sample after isochro-
nous anneals. The relative 80 concentration A (at. %)
in the oxygen subsystem is reduced to the gaseous
phase enrichment factor by the 2O isotope taken as
100%, i.e.,

A = (100/a)cg/(Cy6 + Ci), 1

where ¢, and c,g are the 160 and 80O concentrationsin
the sample, respectively, and o = 0.8 is the 180 isotope
enrichment factor for the gaseous phase in the experi-
ments. The data relate to the sample surface. Above
550°C, the 20 isotope concentration did not practically
depend on depth. Thus, the results displayed in Fig. 1
characterize the whole depth range studied in the sam-
plefor T > 500°C.

The total oxygen concentration (C;g + Cig) Was
depth-independent in al experiments. At the same
time, the oxygen index of the Sr, ,Ca, ¢Bi,O, oxide var-
ied with increasing temperature, with x = 8.8 at 740°C
and x = 8.0 for the 760-880°C range. As the tempera-
ture was further increased, the value of x decreased
continuously. X-ray diffraction measurements detected
a structural rearrangement above 880°C, which was
accompanied by a change in the sample color. There-
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Fig. 1. Relative 180 concentration in Sr, ,Ca ¢Bi,Og g VS
isochronous annealing temperature.
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fore, our attention was subsequently focused on the
results obtained in anneals below 880°C.

The dependence of the dA/0T function on tempera-
tureis presented graphically in Fig. 2. One readily sees
seven distinct peaks of isochronous annealing. Thus,
we have established a discrete character of the energy
spectrum, both for the equilibrium oxygen-atom states
and for the heights of the barriers separating the equi-
librium sites of various types. The spectrumin Fig. 2is
close in its main characteristics (the peak heights,
widths, and spacing) to that obtained earlier for the
HTSC 123 yttrium oxide. This may indicate that the
oxygen subsystem of the compound under study con-
tains several types of geometrically and energetically
inequivalent sites, as is the case, for instance, with
HTSC oxides. Alternatively, the observed effect in a
solid solution could originate from differences in the
metal atom environments of the geometrically equiva
lent sites occupied by oxygen atoms. In the first case,
the density of oxygen distribution over the sites is
determined only by the lattice structure of the com-
pound under study, and in the second, by metal atom
concentrations and the extent of long- or short-range

Characteristics of isochronous annealing peaks
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Fig. 2. Isochronous annealing peaks.

order in the metal subsystem. These distributions can
be expected to be essentialy different. Therefore, we
are going to analyze in what follows the concentrations
A of the O atoms reached at the moment of comple-
tion of each ith peak; these data are listed in the table.
Also shown for comparison are a scheme of 0 substi-
tutions for the %0 atoms in an HTSC oxide

Bi,Sr,CaCu,0Og, 5 and the concentrations Aical calcu-
lated using this scheme for the compound. The table

also contains the temperatures Tﬁ,'f corresponding to
the maxima of the dA/AT function for the ith peak, and
the activation energies E; for the corresponding isotopic
exchange stages.

As seen from the table, the experimental and cal cu-

lated values of A, and Aica’ are in amost perfect agree-

ment. Some differences between the first and seventh
peaks appear insignificant. As already mentioned, the
last peak forms at the destruction of the lattice. More-
over, one cannot exclude the presence in the samples of
foreign phases in amounts of a few percent. As for the

Peak no., | A, at % A &t % F"ﬁ;ﬁg’;ﬂgﬁgﬁigﬁ% gﬁfrg‘;?ﬁ‘;zeg’g;a T K E;, eV

1 133+ 05 15.90 Bi—O + &/2 plane 708 -

2 209+ 0.6 20.45 0/2 763 2.3
3 31.7+06 31.81 Bi—O plane 833 25
4 43.3+0.8 43.17 SrO plane 903 2.7
5 50.8+ 1.0 50.00 " 988 3.0
6 75.0+15 75.00 Two CuO, planes, half of the sites 1063 32
7 946+ 20 100.00 " 1133 34
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first peak, the kinetics of its formation have a complex
pattern because of the influence of a surface energy bar-
rier (for more details, see Section 2.2), and the A; con-
centration could be lowered for kinetic reasons.

Consider now the relation between the substitution
scheme proposed for the Bi,Sr,CaCu,Og , 5 compound
in the table and the isotope exchange kinetics in the
subject under study. Thefast oxygen diffusionin HTSC
oxidesisusualy related with amodulation of the struc-
ture in the double Bi,O, bismuth layers [12]. Taking
into account the absence in the compound under study
of CuO, planes and the presence in it of bismuth in the
same compositional ratio with the other metal compo-
nents as in the HTSC lattices, it appears reasonable to
conjecture that, in the Sr, ,Ca, ¢Bi,Og5 compound, the
oxygen atoms also have the highest mobility on the
Bi—O planes. Judging from its position on the tempera-
turescale, itispeak 1 that should beidentified with this
mobile oxygen. If thisis so, then Fig. 2 and the table
(peaks 1, 3) suggest that the oxygen atoms can occupy,
on the Bi—O planes of the compound under study, ener-
getically inequivalent sites of two types. This result is
in accord with the data [13, 14] showing that the bis-
muth and oxygen atoms in Bi,O, layers of HTSC
oxides are distributed statistically between two closely
spaced sites. One also cannot rule out that the differ-

ence between the values of A, and A in the table is

not due to kinetic reasons, but rather to the correspond-
ing statistical distribution of oxygen atoms between
two closely spaced sites.

An analysis of isotopic exchange data obtained for
the excess oxygen o also proves the existence of simi-
larities between the bismuth HTSC oxides and the sys-
tem under study. As seen from the data obtained, the
sites occupied by the excess oxygen (peaks 1 and 2) are
replaced in isochronous anneals in the same tempera-
ture range as those in the Bi,O, layer (peaks 1 and 3).
These findings obviously imply the geometrical close-
ness of the two sites in the oxygen sublattice.

We note in this connection that the excess oxygen
was shown by neutron-diffraction studies to be located
in the Bi,O, layers in bismuth-containing cuprates as
well (Bi,Sr,CaCu,Og, 5 Bi,SrCa,Cu,0Og, 5 and some
others [15]). As dready mentioned, Sr,,Ca; ¢Bi,O,
undergoes at 760°C a discontinuous decrease of the
oxygen concentration in a sample down to x = 8. Two
observations suggest that the sample loses excess oxy-
gen at this temperature. First, starting from 760°C, the
chemica formula of the solid solution is
Sr, ,Ca, ¢Bi,0g. Second, the measurements revealed a

decrease at 760°C of the concentration of the 180,

rather than of the 160 isotope. Thisbecomes manifest in
the negative derivative 0A/OT at the completion of peak 5

(Fig. 2).
The interpretation of the isochronous anneal peaks
47 appears obvious. Peaks 4 and 5 correspond to the
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180 atoms occupying the sites on the SrO-type planes.
The presence of two peaks (rather than one) is most
likely associated with the oxygen atoms jumping to
energetically equivalent final positions from inequiva-
lent starting sites; in other words, oxygen atoms reach
the same structural fragments (SrO-type planes) from
Bi,O, layers characterized by two different oxygen
states. The two-stage substitution on two CuO,-type
planes (peaks 6, 7) is explained by the existence in the
corresponding plane of sites of two types for the oxy-
gens. Studies of the site-plane effect reveal ed the corre-
sponding feature of the CuO, planes in yttrium-based
HTSC oxides [8]. It is associated most likely with
unequalness of the lattice parameters a and b in the
oxide basal plane.

The above analysis permits a conclusion that the
oxygen distribution density over sitesin the compound
under study is governed by the structure of its lattice
rather than by differences in the environment of the
geometrically equivalent oxygen positions in a disor-
dered system. The potential barrier distribution estab-
lished here does not fit into traditional concepts of the
barrier shape in systems with compositional disorder.
For a given composition, such distributions typically
have a maximum and drop rapidly at the edges (see,
e.g., [16]). For these reasons, the observed isotope
exchange kinetics can be treated as a site-plane effect,
in which each isochronous anneal peak corresponds to
substitutions by 20O atoms on certain planes or sites on
the oxygen sublattice.

The results obtained here do not contradict, even in
details, the assumption that the structure of the oxygen
sublattice of the compound under study is of the same
type as that of the 2212 bismuth-containing HTSC
oxide. Both sublattices are made up of four structural
formations containing one oxygen atom for each metal
atom, and two formations with two oxygen atoms per
metal atom, which aternate in the same way. In the
HTSC oxide, these are double Bi,O, bismuth layers
with sites of two types for oxygen atoms, SrO planes
with sites of one type, and CuO, planes with inequiva-
lent sites of two types. Both sublattices each have one
structural formation, which accounts for fast in-plane
diffusion of oxygen atoms. There are sites for the
excess oxygen in this formation or near it (in bismuth-
containing HTSC oxides, it is the Bi,O, layer). Never-
theless, the above considerations cannot be accepted as
firm enough to conclude that the above sublattices are
equivalent, because there is no one-to-one correspon-
dence between the isotope exchange kinetics and the
crystal lattice structure.

As seen from Fig. 2, the maximum isotopic
exchange rate in each annealing stage occurs without
any noticeable changesin thefilling by 80 atoms of the
remaining layers, where the isotopic exchange has
practically come to an end or has not yet started. Also,
the absence in the sample of a concentration gradient of
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the 80 and %0 isotopes at temperatures above 500°C
suggests that the formation of peaks 2—7 is not con-
nected with conventional diffusion. In all probability,
one could assume here jumps over an interatomic dis-
tance. This can be used to determine the activation
energiesE; of individual annealing stages based only on

the temperatures T') (see the table) at which one

observes maxima in the 0A/0T curves. We used for the
estimates the equation of first-order solid-phase reac-

tions, which relates the quantities E; and TE;) inthe case
of constant-rate sample heating [17]:

E = ka(TS) viexp{-E/(ke T}, )

where kg isthe Boltzmann constant and v; isthe prefac-
tor, which is actually the oxygen jump frequency for
the ith peak. The values of E; listed in the table were
obtained for v; = 10'?2 s, This value agreesin order of
magnitude with the characteristic vibrational frequen-
cies of oxygen atoms in oxides. If oxygen jumps
involve structural vacancies, the jump frequencies v;
may deviate strongly from the above value (by severd
orders of magnitude). According to (2), a change of v;
by an order of magnitude brings about a change of E; in
the temperature range considered by 0.15-0.2 eV.
Thus, one can maintain that, for some oxygen jump fre-
guencies in the compound under study, the activation
energies noticeably exceed 1 €V even in the presence of
structural vacancies.

2.2. Diffusion of Oxygen Tracer Atoms

Superanisotropic HTSC oxides are characterized by
anomalously fast oxygen-tracer diffusion in the basal
planes (CuO, _; in the 123 yttrium HTSC oxide and
double Bi,O, bismuth layers in the 2212 and 2201
oxides). Studies of diffusion in polycrystals provide a
certain idea of the diffusion parameters in the basal
plane. If the following condition for the diffusion-coef-
ficient tensor components

Dxx = I:)yy > Dzzv (3)

is met, then the diffusion coefficient in a polycrystal,
Dy, isrelated to D;; through Doy = (2/3)D,,, provided
that the crystallite distribution is not textured [3].

The mere fact of observation of the site-plane effect
is evidence of astrong anisotropy of the diffusion coef-
ficients. Considered from this standpoint, the results
obtained in Section 2.1 arein agreement with (3). At the
same time, we do not have any information at our dis-
posal on the relative magnitude of the D and D, coef-
ficients for the compound under study. However even

1 Note that, as far as we know, there is no such information on the
HTSC oxides either.
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c, at%

Fig. 3. Concentration profile of the 180 isotope after anneal-
ing apolycrystalline Sr, 4,Cay ¢Bi,Og g sample at 430°C for
0.5h.

with such an uncertainty, theinequality Dy < D, does
hold. Asaresult, by measuring the diffusion coefficient
in polycrystals, one can find the lower limit of D, for
the Sr, ,Cay (Bi,Ogg OXide.

The corresponding values of D,,, were derived
from the concentration profiles c(x, t) of 80 in the sam-
ples which were subjected to diffusion annealing in a
180-enriched oxygen atmosphere. The diffusion
anneals were carried out in conditions that were only
favorable for the processes responsiblefor thefirst (dif-
fusion) peak in the isochronous annealing plots. We
have succeeded in measuring D, only withinanarrow
temperature interval from 340 to 450°C.

Figure 3 displays atypical concentration profile. At
large depths x, the concentration ¢, is seen to be practi-
cally constant. Itsvalues are several timesas high asthe
original concentration of the 80 isotopein the samples,
which is determined by the natural oxygen-isotope
abundance. The 80 concentrations at the surface, ¢,
were found to be lower than the value corresponding to
sites of the first type in the Bi—O planes completely
filled by '80. Both c, and c; increased with increasing
annealing timet.

The above features in the concentration profiles
were observed by us earlier when studying oxygen dif-
fusion in polycrystalline yttrium- and bismuth-based
HTSC oxides. An analysis showed that the time depen-
dence of c,isprimarily dueto the existence of asurface
energy barrier for oxygen atoms. The behavior of ¢,
should be assigned most likely to free penetration of
oxygen between the grains and subsequent 80 migra-
tion in the directions of enhanced diffusion. Therefore,
the concentration profiles were fitted by the following
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Fig. 4. Temperature dependence of the oxygen tracer diffu-
sion coefficients in polycrystalline Sr, 4Cay gBioOgg. The
plots for Bi,SroCuO, [2] and Bi,Sr,CaCu,0, [3] are tem-
perature dependences of the diffusion coefficients measured
in the basal plane of the single crystals.

asymptotic expression for a semi-infinite sample [5]:
2

[e(x, 1) —ci]/co = erfe(Z) + y n(n;—2n)™

i=1
x exp{ n[x/a+n;t/t]} erfc{ Z + n,(t/1) %,
Z = x/(4D

(

E

a2 N =TT, <1,

N2 = [1£(1-4n)"/2,

where ¢, is the equilibrium concentration of 2O atoms
at the crystal—gas interface, a isthe characteristic jump
distance in the direction of the diffusion axis, 1 is the
time between oxygen atom jumps in the direction of
fast diffusion, and T, is atime parameter characterizing
the potential barrier for oxygen at the crystal—gasinter-
face.

As seen from Fig. 3, the experimental pointsfit sat-
isfactorily into the c(x, t) curve calculated using (4).
The statistical margin of error in diffusion coefficient
measurements was 10%.

The temperature dependence of D, is presented
graphicaly in Fig. 4, with experimental data on D,
obtained on the bismuth-containing Bi,Sr,CuO, and
Bi,Sr,CaCu,O, HTSC oxides [2, 3] shown also for
comparison. The values of D, were found to be very
high, which suggests fast diffusion of the oxygen tracer
atoms in Sr,,Ca ¢Bi,Og5. Considered on diffusion
scales, the differences between the data for the HTSC
oxides and the copper-free Sr, ,Ca, sBi,Og4 OXide are
not large. The corresponding diffusion activation ener-
gies for the above oxides ae 0.9 eV for
Sr, ,Ca (Bi,Og5 and 1.01 and 0.93 eV for the HTSC
oxides. The diffusion activation energy found and the
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earlier isotope-exchange results (see table) show that
diffusion in the compound under study and in the
HTSC oxides proceeds in similar ways. The activation
energy of oxygen tracer diffusion in the basal planes of
the latter is close to 1 eV, and, in the perpendicular
direction, isin excessof 2eV [2, 3].

Thus, it has been shown that the oxygen subsystem
of the Sr, ,Ca, (Bi,Og ¢ OXide is an analog of the corre-
sponding subsystems of the yttrium- and bismuth-con-
taining HTSC oxides from the standpoint of diffusion.
This manifests itself in the fast diffusion in al these
compounds and the existence of the site-plane effect in
isochronous annealing, which is equivalent to the
observation of a strong anisotropy in diffusion. Note
that the characteristics of diffusion in the yttrium- and
bismuth-containing HTSC oxides and in
Sr, 4,Cay Bi,Ogg, i.€., al presently known diffusionally
superanisotropic objects, are similar. The superaniso-
tropic diffusion in these systems is not connected with
the high-temperature superconductivity and the pres-
ence of CuO, layersin the oxides. The necessary con-
dition for its existence is the quasiplanar pattern of the
structure, which includes planes with strongly differing
concentrations of structural “defects’ responsible for
the diffusion characteristics. Therole of the planeswith
high concentrations of these defects is played by the
CuO, _; planes with structural vacancies (for instance,
in the yttrium-containing HT SC oxide), and by the dou-
ble bismuth layers in modulated structures of bismuth-
containing HTSC oxides, as well as probably in the
copper-free Sr, ,Cay ¢Bi,Og g System.
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Abstract—This paper reports on a calculation of the spatial electric-current distribution in a superconducting
film coated with aferromagnetic material with one-dimensional surface roughness. It is shown that using coat-
ings with a high magnetic susceptibility permits one to create substantial current nonuniformitiesin the super-
conducting-film plane and an anisotropic dependence of the current distribution on its direction relative to that
of the nonuniformity. © 2000 MAIK “ Nauka/Interperiodica” .

The discovery of high-temperature superconductiv-
ity and progress in the nanostructure technology have
intensified the investigation of systems containing
superconducting and magnetic components. It was
shown that structures with the ferromagnet spin sub-
system exchange-coupled with the conduction elec-
trons of a superconductor can have spatially nonuni-
form states [1-3] similar to the cryptoferromagnetic
state in ferromagnetic superconductors [4, 5]. In lay-
ered structures with localized magnet spins interacting
electromagnetically with the paired electrons of a
superconductor, magnetic domains may be suppressed
if the ferromagnetic film has a less than critical thick-
ness [6-11]. The effects associated with the formation
of weak bonds through the domain scattering fieldsin a
ferromagnet [9, 12], artificial pinning of Abrikosov vor-
tices by means of magnetic coatings [13, 14], and their
depinning by reducing the vortex dissipation fields
using magnetic materials with a high static magnetic
susceptibility [15, 16] have a considerable application
potential.

When analyzing the effect of magnetic inclusions
and magnetic coatings on vortex pinning, one usually
ignores the action of the transport current on magneti-
zation and the reverse influence of a change in magne-
tization on the transport current distribution in super-
conducting films. While in many cases thisis justified,
in certain situations, for example in the case where the
external magnetic field is close to the field of areorien-
tation phase transition in a magnet, the static suscepti-
bility of the magnet is high, so that the problem of an
electric current flowing through a superconductor and
of the magnetization distribution in amagnet should be
solved in a self-consistent way. This work considers
several systems in which the closeness of a supercon-
ductor to aferromagnet resultsin a substantial redistri-

bution of the transport current in the superconducting
film.

1. Calculate the spatial distribution of a supercon-
ducting current near a plane surface y = 0 of a bulk
type-Il superconductor (R — o) adjacent to auniaxial
ferromagnet (Fig. 1). We shall assume the easy-magne-
tization axis n, of the ferromagnet and the current den-
sity j(r) to be parald to the superconductor surface
(nallilIn). We neglect the effect of nonuniform
exchange and the possible spin pinning at the magnet
surface by assuming the characteristic spatial scale of
magnetization variation A > a2 (a is the nonuniform
exchange constant).

The magnetic field H in the system is the sum of the
field H, associated with the transport current in the
absence of the magnet and of the dipole field Hp, cre-
ated by the magnetization M

H = Hy+Hp. Q)
Thetotal field H and the total current density j ina

I n
N %/
¥5(x)

Fig. 1. Geometry of the structure made up of a supercon-
ducting film (I) and a ferromagnetic coating with a rough
surface (I1).
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ELECTRIC CURRENT DISTRIBUTION IN A SUPERCONDUCTING FILM

superconductor satisfy the London equation and the
magnetostatics equations

H+A°YVH = 0, VH = (41W/c)j, VH =0, (2)

where A isthe London magnetic-field penetration depth
and c is the velocity of light in vacuum. There is no
electric current outside the superconductor, and the dis-
tributions of the field H and the magnetization M are
described by the equation of state

[M(Ho+Hp)] =0 3

and the Laplace and Poisson equations for the scalar
potentials W, and Wy, of the magnetic fieldsH, = VW,
Hp = VY,

AW, = 0, AW, = —41(VM). 4

At the interfaces separating the media, the standard
€l ectrodynamic continuity conditions for the tangential
components of the magnetic field H and the normal
component of the magneticinduction B =H + 41iM are
met. The static state of the system in afield Hy playing
the part of an externa field corresponds to the mini-
mum of the Gibbs potential G defined as

_ 1 e
G = gofdv(H ~Ho)
\%
2 ©)
Brs2d, A 2
—J'de—h,M + Mz g [V (VH)’,
Vi V,

where 3 > 0 is the uniaxial anisotropy constant of the
ferromagnet and V, V;, V; are the volumes of the sys-
tem, ferromagnet, and superconductor, respectively.

Let the lower surface of the ferromagnet be rough,
so that its coordinates will be given by the eguation
y =Vy4{X), and itsinward normal n will be

= Ny (dy/ax)n,

J1+ (dyJdx)?

Consider first the case of a small and smooth periodic
nonuniformity

(6)

Y«(X) = —L = acoskx, @)

where a < L, ak < 1. We are going to look for the
expressions for the field and current density in the form
of expansions in powers of the amplitude of the rough-
ness a to first order in ainclusive.

In azeroth approximation, the superconducting cur-
rent density j4(r) depends on the coordinate y only:

Jo = —nJoexp(=y/A), (8)
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and the magnetic field H(y) is described by the expres-
sion

[(41Uc)AJoexp(-y/A), y>0,
nX

HA4TUC)A Iy, y<O.

HO—

9)

The magnetization M, is parallel to the superconductor
surface, and its components M, , arerelated to the total
current | = AJ, per unit width of the system along the
n, axis through

Mox = Mysind,, Mg, = M,cosd,,
sind, = 41l /(cBfMy),

where M is the saturation magnetization of the ferro-
magnet.

The first approximation in the roughness amplitude
afor the current density j; and magnetic field H, in the
superconductor can be written as

J; = n(kc/ATA*T) A, cos(kx)exp(-Ty),  (11)

H; = kA;[n,coskx—n,(k/T)sin(kx)] exp(-Ty), (12)

and the dipole-field potential in the ferromagnet Wy, is
Wp, = Ag[cosh(qy)

(10)

2 . . (13)
—(kK*/qtpyy)sinh(qy)] sin(kx),

where
A; = 4makMg,[kcosh(qL) + guy,sinh(qL)

+ (K*/qTp,,) (ksinh(qL) + quyycosh(qL))]_l, (14
9 = Ko/l 1= K+17

Hy = 1+ (410 B) cos®H, and p,, = 1 + 4173 are the com-
ponents of the magnetic permeability tensor p of the
ferromagnet.

The maximum relative change in the transport cur-
rent density induced by the reverse influence of magne-
tization, € = j;(x = 0, y = 0)/J,, for athin ferromagnet,
gL O kL < 1, can be presented in the form

_ 4mak
& T BAT(L+ KT+ kD)’ (15)
In the opposite case of gL [ kL > 1, we have
k
3 D8nka AHyy exp(—qL). (16)

B A(k+apy,) (K +qtp,,)

According to (16), for thick magnetic coatings, the
effect of their surface roughness on the transport-cur-
rent distribution is exponentialy small. However, for
relatively thin coatings (15) with a weak anisotropy,
B < 41, KLy, < 1, € may be appreciable, as a result of
which the approximate method of calculation
employed by us becomesinvalid.
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y (a)
R
0 O
—ppl_ 1= Ipp .
L
y (b)
R
r T,
L1 [g=Ipp La=1"
| L |

Fig. 2. (8 Superconducting film—ferromagnetic strip sys-
tem; the arrow shows the projection of the magnetization on
the x, y plane; (b) a system made up of a superconducting
film and a periodic ferromagnetic-strip array.

For an isolated superconductor of thickness R, the
distributions of the transport current and of the interna
magnetic field generated by it have the form

jo = —n,Jocosh[(lyl — R/2)/A]/cosh[ R/(2A)],
Ho = n,(4m\Jy/c)
x sinh[(R/2—[y])/\]/cosh[ R/(2A)],

and the magnetic-field componentsin the superconduc-
tor, considered in a first approximation in the small
parameter a, are equal to

17

H,. = (B,coshty + C;sinhty) coskx,
Hiy = (k/T)(Bysinhty + C;coshty)sinkx,
Bl = kAl, Cl = —kAl(TCOShTR
+|klsinhtR)/(tsinhTR + |k| coshTR).
The quantity A, isdescribed by (14) asbefore, provided
that one makes in it the following replacement:
[K*/(Tay,)] — [K7(Tapy,)],
(tcoshtR + |k sinhtR)/(1sinhtR + |k| coshTR).

Asfollowsfrom (17)—<19), € decreaseswith adecreasein
thickness of the superconducting film. In the case of thin
magnetic and superconducting layers(R< A, gL < 1),

e OmaR/(BAY). (20)

As A increases, ¢ falls off monotonically in absolute
magnitude, which justifies our restricting ourselvesin
what follows to an analysis of the limiting case of
A—0.

(18)

(19)

PHYSICS OF THE SOLID STATE Vol. 42

BESPYATYKH, WASILIEWSKI

2. Let us now determine the change in the distribu-
tion of surface transport current in a semi-infinite
superconductor, induced by a ferromagnetic strip of
thickness L and width D (Fig. 2a), and by an array of
such strips with a period T (Fig. 2b). We shall use the
variational techniqueto find the current, magnetic field,
and magnetization in the system. We shall look for the
minimum of the Gibbs potential G (12) of the system,
which, in the conditions specified reduces to an integral
over the volume of the magnetic material,

(21)

G = —J'dv%\/IHO+%MHD+gM§%
\Z

assuming the magnetization in the strip to be uniform
and parallél to the x, z plane. The magnetic field H, of
the unperturbed transport current in (21) isgiven by (9),
and the potential Wy, of the dipole field Hy, satisfies the
equation

AW, = =21 d(x + D/2) —d(x—D/2)]

x[6(y+L)-6(y—-L)IM,, #

where

1, y>0,
0(y) = Ep y<0

We shall subsequently need only the dipole field com-
ponent

_ L+y L-y
Ho. = -Mygrctan it + arctangz=
(23)
arctan__l‘_i_y_D

+arctan———————|‘_y + 572 =0

D/2 + x

Taking into account (23), the Gibbs energy of a unit
length of the strip g becomes

g = 2DL(=HoM, + (Bai/2)M3), (24)

where B =B + [~3 is the effective-anisotropy constant

B = (1/v)f(v),

f(v) = [4varccotv + 2Inv

+(1-v?)In(1+ 1vY)], ()
v = D/(2L).
Minimization of (24) yields
M, = Hoy/Bgi- (26)

Substituting (26) into (23) results in the following
expression for €:

€ = (4/B«)arccotv. (27

No. 4 2000



ELECTRIC CURRENT DISTRIBUTION IN A SUPERCONDUCTING FILM

For the case of athin strip, v > 1, we have

BO(3+2Inv)/v, £04/(Bv+3+2Inv). (29

In cubic ferro- and ferrimagnets, the crystallographic
anisotropy is, as a rule, small. To obtain a qualitative
estimate of the anisotropy field, take the first cubic-
anisotropy constant. For a temperature t = 300 K, we
have K, = 4.72 x 10° erg/cm?® for iron [17], and K, =
-5.7 x 10* erg/cm?® for nickel [18], where, in order of
magnitude, 3 0 0.1. The values of K; for these sub-
stancesvary little with decreasing temperature, because
their Curie temperature is high [19]. For the yttrium—
iron garnet, K; 01.5 x 10° erg/cm® at t = 100 K, and
K, 025 x 10° erg/cm® at t 00 K [19], which yields
B O 1. According to (26), |e| 0 1 up tov O 10? for iron
and nickel, and uptov 0 10 for the YIG.

If the system is additionally placed in an external
magnetic fieldH,=H.n,, H.<H, (H, isthelower crit-
ica field of a superconductor), then a term
—2DLH (M2 —M3)"? should be added to the energy
(24).

For a structure made up of a superconductor and a

periodic magnetic strip array (Fig. 2b), the dipole field
component Hp, in magnets and in vacuum has the form

+o0 L+y L_y
=— — 2+
Hpy = —M, Z %\rctanD/2+ X arctanD/Z_Xn

Ly (29)

D/2 Xn

+ arctan B2—x O

where x, = x + nT and the energy of the system per unit
strip length is given by equation (24), if we setin it

Bat =

B+B+B,
B = (1/v) S [F(n3+v) + f(nd-v) -2f(n3)], (30)

o = T/2L.

The appearancein (30) of the E termis associated with

the dipole interaction of the strip magnetic moments.
This interaction reduced somewhat the change of the
transport current under the strips, while at the same
time increasing its change on the free surface of the
superconductor. Forv > 1,0> 1,andd—-v > 1, we
obtain

= 11 & 7 0O
BD\_’[S_EZD_E_Z_\)z+23in2(Tw/6)D
(31)

sin(tTv/d)
+2|n—nv/6 }
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As seen from (29), the dipole field and the associated
effect of the magnetic material on transport current dis-
appear if the gap between the adjacent strips tends to
zero.

The assumption of uniform magnetization does not
apply to the regions in the bulk spaced from the strip
edges by a distance of the order of the strip thickness
(see, eg., [20]). As for estimates of the current and
magnetic field near the strip center, they remain correct
aslongasv > 1, i.e, under the condition that the total
volume of theseregionsissmall compared to that of the
magnetic material.

If the current flows aong the direction of the non-
uniformity (j ||n,), it does not change the state of the
magnetic subsystem and remains uniform in the x, z
plane, provided that the field H, coincides in the direc-
tion of the magnetization in the magnetic coating. If,
however, the field H,, is antiparallel to the magnetiza-
tion, its increase may initiate a first-order phase transi-
tion involving magnetization reorientation aong the
field H,.

Thus, the distribution of the electric current and
magnetic field in structures of the type under study
depends substantially on its direction with respect to
the symmetry axis of the system. Because a change in
the current structure affects the conditions of formation
and pinning of fluxons, hybrid systems should exhibit
an anisotropy of the critical current as well, provided
that the intrinsic vortex pinning in the superconducting
film is small enough.

In our analysis of the ground state of the system, we
did not touch on the role played by the domain structure
in magnets. It is known, however, that the effective
static susceptibility of magneticaly soft materias in
the domain phase is aso high (see, e.g., [19]). If the
domain dimensions are small compared to the width of
the magnetic strips, one can derive an order-of-magni-
tude estimate of the effect in the presence of a domain
structure from the equations presented in the first part
of thiswork by replacing the tensor components of the
ferromagnet permeability p by those of the effective
permeability in the inhomogeneous phase.
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Abstract—The method of emission Méssbauer spectroscopy on the 8’Cu(7zn) isotopeis used for determining
the parameters of nuclear quadrupole interaction at copper sites of theY ,Ba,Cu;0,5 lattice. The tensor of crys-
tal electric field gradient at all the sites of the lattice is cal culated using the model of point charges. A compar-
ison of experimental and calculated parameters leads to the conclusion that holes in the Y ,Ba,Cu,0;5 lattice
arelocalized predominantly at positions of chain oxygen. © 2000 MAIK * Nauka/Interperiodica” .

A comparison of experimentally determined and
calculated parameters of nuclear quadrupole interac-
tion makes it possible to determine the spatial distribu-
tion of defect electrons in the crystal lattice. The most
reliable results are obtained when such acomparisonis
carried out for “crystalling” probes (the electric field
gradient (EFG) at the nuclei of such probes is created
by ions of the crystal lattice). We proposed and imple-
mented the method of emission Mdssbauer spectros-
copy (EMS) on §Cu(®7Zn) for the experimental deter-
mination of the parameters of nuclear quadrupol e inter-
action a copper lattice stes of high-T,
superconductors. In this case, a Zn?* “crystaling”
probe is formed as a result of the decay of the parent
isotope ¢’Cu, and the EFG can be calculated for it by
using the point charge model [1, 2].

This research aims to experimentally determine the
nuclear quadrupole interaction parameters at copper
sites of theY ,Ba,Cu, 05 lattice by the EM S method on
67Cu(%7Zn), to calculate the crystal EFG tensor at these
sites, and to obtain information on the spatial distribu-
tion of defect electronsin this|attice from acomparison
of experimental and calculated parameters. Note that
the compound Y ,Ba,Cu,0;5; was investigated earlier by
nuclear quadrupol e resonance (NQR) and nuclear mag-
netic resonance (NMR) methods on 8Cu [3] and ¥’Ba
[4] isotopes. Thisallows oneto extend the experimental
substantiation of the proposed interpretation of the
results of emission M&ssbauer spectroscopy on the
67Cu(®7Zn) isotope.

1. EXPERIMENTAL TECHNIQUE

The experiments were made on ceramic samples hav-
ing the composition Y ,Ba,Cu,0,5_,. The 6Cu isotope
was introduced into the ceramic through diffusion dop-
ing in an oxygen atmosphere at 700°C for two hours.

A similar procedure with the compounds
Y Ba,Cu;0; and YBa,Cu,O4 ensures the intrusion of
67Cu atoms at copper sitesin accordance with their nat-
ural population density [1,2]. Note that atest annealing
of the Y,Ba,Cu,0O,5 sample under similar conditions
did not result in achangein T, ~ 60 K. The M 6ssbauer
spectra on %’Cu(®7Zn) were recorded at 4.2 K with
67ZnS as an absorber.

Relative count rate

, Cu(1)

Cu(2)
Cu(3)
L 1 1 Cu(4)

1
-40 0 40 80
V, um/s

Fig. 1. 5’Cu(®"zn) emission Mossbauer spectrum of the
compound Y ,Ba,Cu;0;5 a 4.2 K. The positions of the
components of quadrupole triplets corresponding to the
677n2* probe at Cu(1), Cu(2), Cu(3), and Cu(4) sites are
indicated.

1
-80
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Cu(4), O(7)
Ba(2), O(6)

Cu(3), 04), O(5) &
Y
Cu(2), 0(2), 0(3)

Ba(1), O(1) wéwéuéwou %
Cu(1), O(8)[0(9)] 0’0’%’0’%’0
v U U v v

Fig. 2. A fragment of the unit cell of Y ,Ba,Cu;O45 [5].
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N
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Fig. 3. C(Cu) vs. C(Zn) diagram for copper metaloxides.
Points 1, 2, 3, and 4 correspond to the results for Cu(1),

Cu(2), Cu(3), and Cu(4) sites in Y ,Ba,Cu;0;5. The Cu
NMR dataare borrowed from[3]. Points 5 and 6 correspond
to Cu(1) and Cu(2) sitesinY BayCu3z0; [1], and points 7 and
8 correspond to Cu(1) and Cu(2) sitesinYBa,Cu,Og [2].

2. EXPERIMENTAL RESULTS

The spectra on 8’Cu(67Zn) were formed by a set of
severa lines of different intensity and width (Fig. 1).
Since there are four nonequivalent positions of copper
in the structure of Y ,Ba,Cu,0,5 (Fig. 2) [5], the exper-
imental spectrawere decomposed into four quadrupole
triplets. The choice of the decomposition version for
the experimental spectrainto triplets and the identifica-
tion of triplets with 8Zn?* centers at Cu(1), Cu(2),
Cu(3), and Cu(4) sites were determined by the fact that
the surroundings of Cu(2) and Cu(3) inY,Ba,Cu,O;5
are similar to the surroundings of Cu(2) inY Ba,Cu;0;
and Y Ba,Cu,Og. It was therefore natural to require that
the asymmetry parameter of the EFG tensor for sites
Cu(2) and Cu(3) in Y ,Ba,Cu,0,5 be close to zero, as
with the Cu(2) lattice sites in YBa&a,Cu;O; [1] and
Y Ba&a,Cu,Og [2]. In addition, we took into account the

PHYSICS OF THE SOLID STATE Vol. 42

NASREDINOV et al.

population densities of sites Cu(1), Cu(2), Cu(3), and
Cu(4) inY ,Ba,Cu,04s. It was found that these require-
ments are met by the decomposition presented in
Fig. 1. The parameters of nuclear quadrupole interac-
tion for the 87Zn?* centers at the sites Cu(1), Cu(2),
Cu(3), and Cu(4) are shown in Fig. 3.

3. DISCUSSION OF EXPERIMENTAL RESULTS

At the present time, the NMR and NQR experimen-
tal data obtained at 1’0, %3Cu, and **"Baisotopes for the
compounds Y Ba,Cu;0g, YBa,Cu;0;, and YBa,Cu,0O4
are often interpreted by using the results of calculating
the EFG tensor by the quantum-mechanical method of
plane wavesin the local-density approximation [6-10].
However, thismethod isinvalid for cal culating the EFG
tensor at Cu(2) lattice sites (the theoretical and experi-
mental values for the above-mentioned compounds dif-
fer by more than a factor of two). Moreover, this
method is inapplicable for calculating the EFG at the
nuclel of impurity atom probes. For this reason, we
used the results of EFG analysis for interpreting
67Cu(%7Zn) EMS data on the basis of the point charge
model.

The measured value of the quadrupole interaction
constant C isthe sum of two terms, i.e.,

C= eQUzz = eQ(l_y)sz-l-eQ(l_RO)WZZ! (1)

where V,_, W,,, and U,, are the principal tensor compo-
nents of the crysta EFG (created by the ions of the
crystal lattice), the valence EFG (created by nonspher-
ical valence electrons of the probe atom), and the total
EFG, respectively and where y and R, are the Sternhe-
imer coefficients for the probe atom.

For the 87Zn?* probe, the contribution to the total
EFG tensor from valence electrons can be neglected,
which gives

C(zZn)=eQ(1-Y)Vy. 2
The crystal EFG tensor was calculated in the point

charge model. The components of the crystal EFG ten-
sor were calculated by the formulas

Vip = Y &Y (Ura)(3palra—1) =y &G,
<o ‘ (3)
Vg = 26:2(3pkiqki/rii)2 = Ze:quk,
k i k

where k isthe index of summation over sublattices, i is
theindex of summation over sublattice sites, gand p are

Cartesian coordinates, € are the atomic chargesin the
kth sublattice, and r,; is the separation between the kith
ion and the lattice site under investigation.

The lattice sums G and G,y Were calculated on a
computer. We used the structural data obtained in [10]

No. 4 2000



SPATIAL DISTRIBUTION OF DEFECT ELECTRONS

and presented the lattice in the form Y ,Ba(1),Ba(2),
Cu(1)Cu(2),Cu(3),Cu(4),0(1),0(2),0(3),0(4),0(5),
0(6),0(7),0(8), _,0(9),, where 0 < x < 1. The notation
of atomic sites corresponds to the results obtained by
Hewat et al. [5] and is shown in Fig. 2. The index k of
summation over sublatticesin (3) was ascribed the fol-
lowing values:

k=1 2 3 4 5 6 7 8
atom Y Ba(1l) Ba(2) Cu(1) Cu(2) Cu(3) Cu(4) O(1)

k=9 100 11 12 13 14 15 16
atom O(2) O(3) O(4) O(5) O(6) O(7) O(8) O(9).

The charges of atoms of the Y,Ba,Cu,O;5 lattice
were determined from the 6’Cu(6Zn) EMS data on the
basis of asystem of eight equations: three equationsfor
the ratio of the quadrupole interaction constants for
67Zn?* centers at copper sites, set up for the three pairs
of sites Cu(1) and Cu(2), Cu(1) and Cu(3), and Cu(l)
and Cu(4),

z e: [Gzzkl - PImGzzkm] = 0; (4)
k

four equations for the asymmetry parameters | of the
EFG tensor at the sites Cu(1), Cu(2), Cu(3), and Cu(4),

z e: [Gxxkl - nykl - r]zzkl] = 0’ (5)
k

Z e: [Gxka - nykm —n mGzzkm] = 01 (6)
k
and the el ectroneutrality equation
2e] +26e5 +2€5 +€) +26e5 +2e5 +2e5 +2€;
+2¢5 +26,+2ef + 2eh + 2e + 2, (1)

+(1-x)efs + xefs = 0,

where indices 1 and m label copper sites for which the
67Cu(5Zn) EMS data were obtained and which can

Charges of oxygen atomsinY ,Ba,Cu;0O;;5 lattice
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assumethevalues4 and 5, 4 and 6, and 4 and 7, respec-
tively, for the above-mentioned pairs of sites; n,,andn,
are the experimental values of the asymmetry parame-
ters of the EFG tensor; and P, = eQU_,/eQU,, is the
ratio of the experimental quadrupole interaction con-
stants for 6°Zn?* at the corresponding sites.

Equations (4)—7) are all homogeneous, and hence
the system comprising them can be used for determin-
ing atomic charges only in terms of one of them. It is
convenient to choose for this purpose the charge of Y
ions, which should be expected to be close to their for-
mal chemical charge (+3€) [1, 2].

Equations (4)—7) are insufficient for determining
the atomic charges of fifteen sublattices. If, however,
we take into account the fact that the coefficients of the
anion charges are an order of magnitude larger than the
coefficients of cation charges, the system (4)—(7) makes
it possible to determine anion charges to within small
corrections determined by cation charges. We disre-
garded the solutions for which a negative cation or a
positive anion charge was obtained as deprived of any
physical meaning.

Proceeding from the symmetry of the local sur-
roundings, we seethat the axes z of the crystal EFG ten-
sors for the Cu(2) and Cu(3) sites must coincide with
the c axis; and that V5 > 0 and V¢ > 0 according to our
measurements. For the sites Cu(1) and Cu(4), if only
the positions O(8) are populated, we can single out four
regions of solutions in which the experimental condi-
tionsn, ~0.95, V,, > 0and n; ~ 0.70, V,; > 0 are sat-
isfied: region AA, where [Vl < [Veeal @nd [Vier| < Vool
region AB, where [Vl > [Veca| @nd V| > [Voer|; region
BA, where V| > [Veeal @nd [Viy| < [Vierl; and region
BB, where |Vypa| > [Veea| @and V7| > V7| However, in
all theregions, the axes z of the crystal EFG tensorsfor
the sites Cu(1) and Cu(4) coincide with the crystallo-
graphic axis a. If only the position O(9) is populated,
the situation does not change radically, but the axes z of
the crystal EFG tensors coincide with the crystallo-
graphic axis b for the Cu() site and with the crystallo-
graphic axis a for the Cu(4) site. This remark will be
taken into account in the subsequent discussion of the
results obtained in the case of population of the position
O(8) only.

Lattice site
Mode
0o(1) 02 o) O(4) O(5) O(6) Oo(7) O(8)
AA -1.98 -1.98 -1.96 -1.99 —2.00 -1.99 -1.39 -1.44
BB -1.46 —2.07 —-2.04 -1.94 -1.92 -0.55 —2.40 -3.24
AB —2.37 -2.13 211 -1.90 -1.88 —-0.47 -2.33 -1.64
BA -1.17 -1.93 -1.90 —2.03 -2.03 -2.10 —-1.42 -2.85

Note: The charges were obtained from the solution of the system of equations (4)—(6) under the assumption that the charges of Y, Ba, and
Cu atoms are equal to +3, +2, and +2 respectively; models AA, BB, AB, and BA are described in the text.
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75

C(Cu), MHz
W
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Fig. 4. C(Cu) vs. V,, diagram for copper metaloxides. The
notation of pointsis the same asin Fig. 3. Indices AA and
BB denote the charge distribution models used for calculat-
ing V, for copper sitesin theY ,Ba,Cu;0;5 lattice.

401
2BB

E 30 +
p=
S

20+

10 1 1 ]

0 0.05 0.10 0.12
w, e/A3

Fig. 5. |w| vs. W] diagram for barium sites. Notation: 1 and
2 correspond to the Ba(1) and Ba(2) sites, respectively, in
Y,Ba,Cu;015; 3, 4, and 5 are Ba sites in YBay,CusOg,

YBa,Cuz0;, and YBa,Cu,Og, respectively. The ¥'Ba
NQR data are borrowed from [4].

In accordance with the presence of the four regions,
theremust exist four setsof e} (for regionsAA, AB, BA,

and BB) consistent with the experimental values of P,
Pss: P47, N4y N5, N6 @d N7 The charges of oxygen
atoms obtained under the assumption of standard

valences of theY, Ba, and Cuatoms (e} =3, €5 = €5 =2,
e; = et = e§ = €5 =2) aregiveninthetable.
The correlation dependences established between

the 8’Cu(®”zn) EMS and %Cu NMR data for copper
sites in the copper metaloxide lattices can be used as
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criteriaof the choice among the solutions. It was shown
earlier [11] that the quantities C(Cu) (quadrupole inter-
action constant for a ®3Cu probe at copper sites) and
C(Zn) (quadrupoleinteraction constant for a%”Zn probe
at copper sites) obey the relation

C(Cu) = 197 —11.3C(Zn) (8)

(here, C(Cu) and C(Zn) are given in MHz), and the
main reason behind the deviation from the straight line
described by (8) is different orientations of the princi-
pal axes of the total and the valence EFG tensors. This
is observed, for example, for Cu(1) sitesinY Ba,Cu;0;
(Fig- 3) [1].

Moreover, it was proved in [11], that the quantities
C(Cu) and V,, satisfy the following relation:

C(Cu) = 179-191.4V,,, 9)

and that the main reason behind the deviation from the
straight line described by (9) is the inaccurate calcula-
tion of the crystal EFG tensor in view of the inferior
choice of atomic charges. Consequently, the position of
points on the C(Cu) vs. C(Zn) diagrams (Fig. 3) and
C(Cu) vs. V,, diagrams (Fig. 4), corresponding to the
same position of copper, can be used for selecting pos-
sible versions of the charge distribution in the lattice.

Figure 3 shows thelattice sites Cu(1), Cu(2), Cu(3),
and Cu(4) inY ,Ba,Cu,0;s. It can be seen that the points
Cu(2), Cu(3), and Cu(4) satisfactorily fit the straight
line (8), thus confirming the bivalence of copper at the
corresponding lattice sites. The point Cu(1) obviously
deviates from the straight line (8), and we can assume,
in analogy with the point Cu(l) for YBa,Cu;0;, that
thisis due to different orientations of the principal axes
of the total and the valence EFG tensors.

The points Cu(2), Cu(3), and Cu(4), for which V,,
are calculated for model AA, lieclosetothestraight line
(9) shown in Fig. 4, while the calculations made for
model BB, as well as for models AB and BA, lead to
considerable deviations in al three points from the
straight line (9). This fact can obviously confirm the
validity of the model AA.

The advantage of an AA-type model also follows
from an analysis of the *¥’Ba NQR data for a series
of compounds Y Ba,Cu;0s—Y Ba,Cu;0,-Y Ba,Cu,Og—
Y ,Ba,Cu,0;s. It should be noted that a*3’Ba?* probeis
crystalline. Lombardi et al. [4] used the NQR method
to measure the values of W= (1/2)C(1 + n%3)Y2for this
probe in the above series (here, C is the quadrupole
interaction constant for the ’Ba probe at the Ba(1) and
Ba(2) sites). These experimental values can be com-
pared with the calculated values of w = (1/2)V(1 +

nﬁ, 13)Y2, where n, is the asymmetry parameter of the
crystal EFG tensor. Figure 5 shows the W] vs. |w|
dependence for barium sites in the above-mentioned
compounds. It can be seen that the data obtained for
Ba(1) and Ba(2) sites of theY ,Ba,Cu,0O; lattice satis-
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Abstract—An analytic description of stationary chains of Abrikosov—Josephson (AJ) vortices is provided for
a Josephson junction (J3J) between two finite-thickness superconductors. The current—voltage characteristic
(IVC) determined by the finite conductance and Cerenkov lossesis obtained for a JJwith amoving chain of AJ
vortices. The law of motion for asolitary vortex is established. © 2000 MAIK * Nauka/Interperiodica”

1. The paper by Mints and Snapiro [1] stimulated
interest in the study of the influence of Cerenkov radi-
ation in Josephson junctions (JJ) on current—voltage
characteristics (IVC). At the sametime, this publication
posed a number of questions, including the possibility
of analyzing the Cerenkov emission of short Swihart
waves by a vortex (or vortex structure) whose small-
scale description is constructed using the traditional
sine-Gordon equation, which gives a knowingly incor-
rect description of the internal structure of the vortex
and rules out the Cerenkov radiation [1]. Our theory of
Cerenkov radiation presented in [2— 4], where we con-
sidered the decelerating effect of Cerenkov losses on
the motion of an individual vortex in a vortex chain of
the JJ between bulk superconductors, is free of this
drawback. We also obtained 1V Cs taking into account
the effect of conductance in the contact transition layer,
as well as the effect of normal electrons in supercon-
ductors (cf. [5]). However, the theory developed in [2—
4] pertains to a JJ with alarge critical current density,
which does not allow usto formally go over to the limit
[1] corresponding to a low Josephson critical current
density j.. In the present work, in contrast to [2-4], we
consider the Cerenkov radiation in the JJ between two
superconductors of finite thickness d,. Apart from being
of interest as such, this structure makes possible a for-
mal transition to a theory differing only dlightly from
that based on the sine-Gordon equation. Among other
things, this allows us to determine the extent of accu-
racy of the approach used in [1] and associated with the
theory of a JJ between bulk superconductors.

Our description of the Cerenkov emission of gener-
alized Swihart waves in JJ structures of the sandwich
type described below has made it possible to determine
the field of Cerenkov radiation emitted by an infinite
moving train of vortices (Section 2). The analysis is
based on the equation for the phase difference ¢ of
Cooper pairslocated on different sides of the JJ, which
was derived by Alfimov and Popkov [6]. In this work,

the results of the theory of dislocations[7] are used for
the first time to write static solutions for infinite trains
of Abrikosov—Josephson (AJ) vortices for a sandwich-
type JJ. The steady-state solution corresponding to a
nonzero magnetic field is used to determine the field of
Cerenkov radiation accompanying the train during its
motion. This alowed us to construct the IVC for a
sandwich-type JJ with a moving train of vorticesin it.
Section 3 is devoted to several simple corollaries of the
general relation determining the IVC. In Section 4, the
law of motion of a solitary vortex exciting Cerenkov
radiation in the JJ is considered. The obtained results
are discussed in Section 5.

2. In this paper, we use the following equation for
the phase difference ¢ for Cooper pairs on different
sides of a JJ between infinitely long planar supercon-
ductors of thickness d; [6, 8]:

1 d
sng + ZEZ:I) BO(!E
v oy
dz 00, %0 .,

2d f SPh[T(Z —2)/2d] (b7 * azot)

Here we use the following notation:

2 _ 16T[|e“cd _ 40
W= e B= g’
T = Tf& | = )\_12 = ﬁ—cz

n A 16melj A

where e is the electron charge; j. is the critical density
of the Josephson current; «y and A; are the Josephson
frequency and length, respectively; 3 and T characterize
dissipation; o and € are the conductivity and dielectric
constant, respectively, of the substance of the nonsuper-
conducting contact layer of thickness 2d separating the
superconductors; A is the London penetration depth; n,

1063-7834/00/4204-0626%$20.00 © 2000 MAIK “Nauka/Interperiodica’
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and n, are the concentrations of normal and supercon-
ducting electrons in the superconductor; and T; is the
effective mean free time for a norma electron in the
superconductor. In equation (1), we assumethat d < A.

Let usconstruct the IV C for asandwich-type JJwith
a moving train of vortices. First of al, we give here
steady-state solutions of equation (1), which can be
written using the results of the theory of dislocations
[7]. Thefirst solutionis

(sn(2/B, k) dn(dy/B, k)]
[en(Z/B, k) cn(dy/B, k)OI

do(2) = T+ arctan

— rsn(z/B,. k) . d9s
=TI+ 2arctanEtn(Z/B’ k)anB kDEr

where 0 < (d/B) < K'(k) and B is defined by the equa-
tion

1 _ dn(dy/B, k) cn(dy/B, k)
B Ksn(d/B, k)

Here dn(x, k), sn(x, k), and cn(x, k) denote Jacobian
eliptical functions with an argument x, and a modulus

k(Osks<1),K=41-K, K'(K) =K(K), and K(K) isthe
total elliptical integral of the first kind (see, for exam-
ple, [7]). The second solution is

_ 0 ksn(z/C, k) 0
bo(2) = T+ 2arcten e nasc e

where 0 < (d/C) < K'(k) and C is defined by the equa-
tion

©)

| cn(dy/C, k) 5
C ~ sn(dJ/C, K)dn(dJ/C, k)’ ©)

One can easily verify that expression (2), for example,
is a steady-state solution of equation (1) by using the
expansion into the Fourier series (see Appendix).

The vortex structure (4) corresponds to zero mean
magnetic field. Such astructurein aJJisusually unsta-
ble[9]. For thisreason, we consider the vortex structure
(2) corresponding to a nonzero mean magnetic field

H = (®,/41AL). Here and below, we use the notation
2ri = 2BK(Kk) for the period of the structure described
by (2). By virtue of this relation, the limit of the infi-
nitely long period of the structure (L —» ) and of the
finite thickness d, of the superconductors corresponds
to k = 1, because K(k — 1) — . In this limit, for-
mula (2) reduces to the relation describing a solitary
vortex in a sandwich-type JJ[6]. In the opposite limit,
i.e., for infinitely thick superconducting electrodes
(ds — ) and a finite period L of the structure, for-
mula (2), with the notation a = 2(K'(k) —dg/B), istrans-
formed into ¢, = T + 2arctan[tan(z/2L)/tanh(a/2)],
with sinha = (I/L). The latter expression is a well-
known solution of nonlocal Josephson electrodynam-
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ics, which was used, for example, in [3] and [4] in con-
structing the theory of the IVC for a JJ between bulk
superconductors.

In order to find the IVC for a JJ with avortex train
(2), we write the solution of equation (1) in the form

0(z1) = 9o(S) + 01(S), 91(S) < do(s),  (6)

where s = z — vt and ¢y(S) describes the structure (2)
moving at avelocity v, which leadsto the emergence of
perturbation ¢,(s). This gives the following equation

for ¢,(9):

2 2
v'ld'e, pdo,d
$1005%0* GG v dsh

1 ds o, d’,
2d.f Smhim(s —9)/2a] Fds ~Vieem

OO

(7
1y ds d'9,
ZVJ sinh[Ti(s —s)/2dJ] (dg)?

_Bv ., <c4v_q [nv . o sy
= +ZL1+q2{wj2LcoshDL nDLD

0B s, ltn . Al [nSD}
+ [F=cosh=—=+ —sinh=——os=——|,
m]z OO0 L 0L DD oL
where q = exp(-TK'(k)/K(K)). Considering the Ceren-
kov excitation of short waves and neglecting the differ-
ence between cosp, and unity (cf. [3]), weimmediately
obtain a solution of equation (7):

b, = ag+ Z (a,cos(ns/L) + b,sin(ns/L)). (8)

n=1

Here gy = (Bv/w L),

49 wivr, cosh(ndy/L)
n = 2n 2 2 2! (9)
(1+q97)L[w,—(vn/L)]+(,vn/L)
b = 4q"cosh(ndy/L)
T n+g™)
(10)

x{_“ (@ —[nv/L]) }
[w?—(vn/L)] + (F,vniL)2)
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W = W1+ (nl/L)tanh(ndy/L)],
2 = [B+ (e tnl/L)tanh(ndg/L)].

Presuming the smallness of dissipation, we obtain
the following condition for the Cerenkov resonance:

ol |j]r s[]
[1+ tan hDLD}

(11)

2.2
npv;

L

which is satisfied when the vel ocity of the vortex struc-
tureisv = v,, for theterm of series (8) with the number
n=n, (it will henceforth be referred to as the resonance
term). For small velocities v, the number of the reso-
nance term is large. Moreover, we will assume that

(12)

n, > (L/dg), n > (L/). (13)
Then the Cerenkov resonance condition leads to
_ 2, 2
n, = (Llwj/vy). (14)

The fulfillment of conditions (13) in this case indicates
that the following condition is satisfied for the reso-
nance velocity v,:

v < oymin(l, /1dy). (15)

Note that conditions (13) impose the condition n, > 1
on the number n, of the Cerenkov resonance, provided
that

L > min(l, dy). (16)

If v = v,, the resonance term in (8) with the number
n = n, hasthe form

S

_ 2v, DTK' ]
In the vicinity of resonance, when
|lv—v|<(Av,/2) = (v /4n) < v,, (18)
the resonance term can be written in the form
o, = 2v D‘[K _dgg
T, p[ iirg LD}
(19

 cos(nis/L) —[2n,(v — vr)l'_lL_l]sm(n s/L)
1+[2n (v —-v,)r, L ]

The most important difference between this result and
the one obtained in the theory of a JJ between bulk
superconductors lies in the exponent reflecting the
effect of the finite thickness of superconducting elec-
trodes.

The possibility to keep only one resonance term in
sum (8) is ensured by the fulfillment of the inequality
(see[3])

[w2—(vn/L)?® > [T vniL]], n#n.  (20)
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Thisineguality can be reduced to the condition
= L[B+ (I"1w/v])].

Finally, the condition of the smallness of ¢, relative to
¢, isensured by the condition

r, P

v, > LI, (21)

Taking into account formula (14) for n, and condition
(15) imposed on the velocity, we can easily verify that
¢, satisfies the inequality |(v¥/ oo’ )(d2,/ds?)| > |¢|
justifying the substitution cosp, — 1in(7) inthecal-
culation of the resonance term.

Having established the possibility of describing the
Cerenkov radiation field with the help of expression
(19), we use this result for determining IVC. For this
purpose, we write the balance equation for the work
done by the current of density j, flowing through the JJ
and the energy loss in the vortex chain due to Cerenkov
radiation (cf. [3, 4]):

o 2nL dq) ) 2nL qu)m?
J'lc I ds£ = ‘(I)’ ds%
_ltv g ds oo O

2d Ddst sinh[Ti(s —s)/2d,] (ds)zgI

After the substitution ¢ = ¢, + ¢, , we obtain the follow-
ing veloci ty dependence of the current density:

ITvdR(w, k)
2B dw

(23)

— BVR( k)+
Jc (A)J

Zool exp[ (Zwld/v W)(K W)]
VLrn, 1+[2671(v = v Vi)

(24)

where ', =B+ Wy T(I(q/v)z, w = (d./B) < K'(k), and
the following notation have been used:

_ 2 [rdn’(w, K)
B T[B|:

_ 1 gelforf
R(w, k) = Id Uds O Cen?(w, k)

(25)

b1 Ks'(wk)
sinh’ (w, K Uen (w K)
1
-———K(k K) |.
TR FEC )|
Here, E(K) and

M(u% k) EIO'F>(F>2L12 + 1) [1-p(1-p%)]
0

12
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are tota dliptic integrals of the second and third kind,
respectively. By virtue of relation (3), w can be deter-
mined from the equation

lw _ dn(w, k') en(w, k')
ds k*sn(w, k)
_ sn(K' —w, k)
“en(K' —=w, K)dn(K'—w, k)

Finally, the modulus k of Jacobian elliptic functionsis
defined by the equation

(26)

TiL w= 0
Kk = ds _4ds)\ﬁw

(27)

The constant potential difference across a Josephson
junction containing the vortex structure (2) moving at a
constant velocity is defined as

hv

V= al at) = 7aT

where the angle brackets denote averaging over the
period 2mL. Therefore, relations (24)—(27) define the
sought 1VC. In the limit of bulk superconducting elec-
trodes forming a sandwich, for which d, = oo, relations
(24)—27) lead to the expression for the IVC from [4].

3. Let us consider some consequences of the general
relations (24)—(27) for the IV C of a Josephson junction
with a moving chain of vortices. We focus on the case
of alarge separation L between vortices constituting the
chain (much greater than unity). In this case,

k' = 4exp(—miLw/d,) < 1.

(28)

(29)
If equation (26) iswritten in the form [10]
1., = dn(w, K)en(w, k) _ Tt

W
ds K?sn(w, K') 2k°K'(K)

OW 0 e (@) . Omwh
[COtEiZK(k)D 4le+(q-)nsmEK'(k)D}
() =q(k) = exp(-1K(k)/K'(k)), (30)

then, taking into account the fact that K'(k) = /2 and
bearing in mind the estimate of the series

- ()" . gmw
4nzll+(q')”snDK (k)E'<4Z o (31)
- 14(?)) O(K)?/4 = dexp(-2miLwld),

we can heglect the contribution from this series, pro-
vided that

dexp(—2mLw/dy) < (Iw/dy). (32
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In this case, equation (26) assumes the following sim-
ple form:

(I/d,)w, = cotwy, W, = (dJ/B,), (33)

corresponding to equation (29) in [6] for an individual
vortex. Using (33), we can obtain explicit conditions
imposed on the separation between vortices. For exam-
ple, if | > d, wehave B, = ,/Id, andw,=d,/B, = ,/dJ/I .
If, however, | < d,, we have B, = d, and w, = 1. Conse-
quently, inequalities (32) and (29) determining the pos-
sibility of application of (33) instead of (26) are
reduced to the following inequality:

niL > max[./d, d,In(4dJ/1)]. (34)
Under these conditions, the IV C (24) assumes the form

1= ——(DB( o)+ CD «(Wo)
Jc (A)]
35
. 20017 exp[ (200 | dgfwo v 7) ([TV2] —Wp)] (39
VLTo 1+ (w1, V2 (v —v,)]
where
_ g 2W0 |:|
Pg(Wp) = nCOtWO%H—sin[ZWo]D (36)
2
_ ﬂ. cot Wy _ o []
CDT(Wo) - T[Sin[ZWO]%L tan[2WO]D (37)

Here, in the limiting transition from (24) to (35), we
have used the fact that

[+ (K72 (R, K) = (K7p2)K (K)

= (1/p)arccos(1/4/1 + )
for k < 1 [10]. The dependence of the coefficients
®g(Wp) and @ (wp) ontheratio (1/dy) isplotted inFig. 1.
In the limit | > d, of thin electrodes, the 1VC (35)
assumes the form
4_Bv
T[(A)J VS, eff

LAV o 2w
MV v T,

i
J
38

X[V ot V)27 (38)

I |1
Lﬁsu [2(V g ar/ V)2 (V = V)T, d)]”

where we have introduced the notation v « = w /1d;.

The only difference between the term linear in v in the
IV C (38) and the term emerging in the energy balance
equation for asolitary Josephson vortex inthelocal the-
ory isthe presence of v « instead of the ordinary Swi-
hart velocity vs = wA; (cf. [11]). The last resonance
term in the IVC (38), which cannot appear in the local
theory, is associated with the excitation of Cerenkov
waves by avortex.
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[\

®p, Py, (4/TOVi/d,, (8/3T0VI/d,

1 2 3 4 5
l/d,

Fig. 1. Dependence of the coefficients ®p(wp) (curvel) and
@, (W) (curve I1) on the ratio (I/dg); curves 1 and 2 are
described by the functions (4m) ,/1/d and (8/3m) ,/1/dg cor-

responding to the asymptotic forms of the coefficients ®g
and &, respectively, for | > dg,

L et us assess the JJ conductivity o in which the res-
onance term in the IV C (38) will manifest itself in the
case of relatively low temperatures, where we can
neglect the effect of normal electrons (t = 0). (The
effect of normal electronson IVC isstudied in detail in
[4].) The resonance term in (38) will be larger than the
term linear in v if

(39)

If weputl/ds=5, L/l =10, vg /v =3,1/d = 107 and
€ = 10, we obtain os_l)\pm < 10, where O isthe JJ

conductivity in inverse seconds and A, is the London
penetration depth in micrometers. This estimate corre-
sponds to relatively low conductivities of JJ. Thus, in
the limit of very thin electrodes, which is similar in
many respectsto thelimit of thelocal Josephson theory,
the resonance term in the 1VC (38) for low velocities
(15) is manifested for relatively low JJ conductivities.

By way of an illustration of the dependence of the
IV C shape on theratio (I/d,) for somewhat thick super-
conducting electrodes, Fig. 2 shows the envelope (the
curve passing through resonance peaks) of the IV C (35)
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for o ~ 108 s and Tt = 0, which has the form

j - VvV LE d:Rf

b Ta%wvwm
(40)

Vol (10/2) — we] LT

&P vZ  cotwy, [T

where R = (2d/0), Vo = (flwy /2]e|L), j; = jc(I/L)¥2 It
follows from Fig. 2 that the slope of the linear segment
of the IV C increases with decreasing d, and the devia-
tion from linearity occurs at lower voltages.

4. It should be noted that, in thelimit L = oo, formula
(2) isreduced to one describing a solitary vortex in aJJ:
¢, = T+ 2arctan[ sinh(z/B,)/cos(d¢/B,)].  (41)
In this case, (di/B;) = wj is determined by (33). Using
(41) asasource of perturbation in equation (7) and pro-

ceeding in analogy with [2], we obtain the following
field of Cerenkov radiation emitted by a solitary vortex:

Dar(s) = amrexp S Hcosg—sé
(42

x expg oy dFEe( ),

where8(x) =1, x>0,08(x) =0forx<0,andy=f3 +
(112w} /v?). Expression (42) is written under the

assumption of weak attenuation of a Cerenkov wave
over the length of the vortex, i.e, v > (B +
112w} /v min(l, /Id,), and the smallness of expres-
sion (42) relative to ¢, in (41) is ensured by the small-
ness of velocity (15). Using the field (42) and disregard-
ing the attenuation of the Cerenkov wave (y —= +0), we
can easily find the energy flux behind the vortex and the
corresponding frictional force decelerating the vortex
(see[1, 2]). For acurrent of constant density j flowing
from an external source through the JJ and accelerating
the vortex through the Lorentz force f, = ®yj/c =
(Taj/|e]), we write the balance equation for the force of
friction and the Lorentz force and obtain the following
dependence of the current density on the vortex veloc-

ity:

. 2 2 0 2|w2 0

L= o Qe —'[ B—d}u 43
Je v? 0o vil2™ g “3)

In the limit of bulk electrodes, d, > |, expression (43)

coincideswiththat givenin[2]. Inthelimit of thin film-
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type superconductorswith d, < |, formula (43) istrans-
formed into

- P, O\, 4O
1 = o lexpoaliein (44)
Je v O v O

where we have introduced the notation A; & = ./Ids. It

can easily be verified that the limit d, < | is smllar to
the limit of local Josephson electrodynami cs[11]. For
example, equation (1) in this limit is transformed into
the sine-Gordon equation with dissipation, while
expression (41) describing a solitary vortex in a JJis
transformed into the formulafor aconventional Joseph-
son vortex:

$o(2) = T+ 2arctan{ SiNh(Z/A; «)}
= 4arctan{ exp(z/)\j,eff)},
where the role of the Josephson length is played by

}\j,effE/\/I_ds-

Taking into account the above remark, we can state
that the dependence (44) of the current density on
velocity corresponds to the local limit of (1). Conse-
guently, we could consider the application of the
approach developed in [1] for deriving formula(44), in
which, during the linearization of equation (1), the
approximate expression (45) is substituted instead of
the exact expression for ¢, given by (41). It can be eas-
ily verified, however, that the approach used in[1] leads
to aconsiderably larger preexponential factor in formu-
las (42) and (44). Thisis due to the inaccuracy of solu-
tion (45) just in the range of small distances corre-
sponding to short waves we are interested in, which is
manifested directly in the linearization of equation (1),
when instead of (7) we have an equation with a right-
hand side that does not vanish for v = 0. Consequently,

formula (44) with the substitution /idg = A, o —= A;

correctly describes the rel ation between the current and
the velocity of a conventional Josephson vortex.

5. Let us summarize the obtained results. The appli-
cation of solution (41) has made it possible to derive
expression (43) relating the velocity of a vortex to the
current density through a sandwich-type JJ, inducing
the vortex motion.

Among other things, formula (44) that we derived
for the local limit proved that the application in [1] of
the approximate expression (45) for a vortex source
exciting Cerenkov waves during its motion, instead of
the exact expression (41) used in this paper, does not
lead to the correct preexponential factor in (44).

In order to construct the theory of the IVC for a
sandwich-type JJ on the basis of the mathematical the-
ory of didocations [7], we determined the coordinate
dependence of the phase difference for Cooper pairs
situated on different sides of the JJfor aninfinitely long
stationary chain of vortices with a nonzero mean mag-

(45)
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(Jlje) > 10°
o 32 I

1
0.30
VIV,

|
0.20 0.25

Fig. 2. Current—voltage characteristic for aJJwith ahigh crit-
icd current density fort=0, (I/L) = 102and (i1Rs/Vo) = 10*
(0~10%s7Y) for different valuesof theratiol/dg 0.1 (curve 1),
1 (curve 2), and 2 (curve 3).

netic field (2). Similar expressions were found for a
chain of vortices with zero magnetic field (4). Expres-
sion (2) was used for deriving a general relation deter-
mining the IVC for the JJ under investigation. Ceren-
kov losses for emission of generalized Swihart waves
determine the 1VC for small ohmic losses. Since nor-
mal electrons are virtually absent in the superconduct-
ing electrodes of a sandwich at low temperatures, the
effect of Cerenkov radiation on 1V C should be sought
at just such temperatures.

APPENDIX

Let us verify that expression (2) is a steady-state
solution of equation (1). For this purpose, we use the
following expansion into Fourier series[10]:

d¢o _ 2 dn(idd/B, k)dn(z/B, k)

dz  B[1-Ksn’(Z/B, k) sn(idy/B, k)]

- B[dnngBlds J+ anF% 'ds kg} (46)
4T[ [Tz rfinds
- BK BK PRNPFIECN) ECOShDBK 0

1+q

2dn(idy/B, k) sn(z/B, k) cn(z/B, k)
1-Kk’sn(z/B, k) sn(idy/B, k)

sing, =
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nDZ_idSD
O g 0O

_ dn(idy/B, k) [d
k*sn(idy/B, k) cn(idy/B, k)
an B‘H |dsm} dn(dy/B, k) cn(dy/B, K)
B U k2sn(dJ/B, k)
3 B

We now use the transformations

+o00

(47)

1 dz Ccos(nz/L) 0O
2d, ] Sehim(Z —272d] Bsin(nz/L) £

dy{+sin(nz/L)0
= tanhEP
[y %:os(nz/L) g

where 21 = 2BK(K) isthe period of the vortex structure
(2). Then condition (3) emerges from equation (1) asa
condition for its solvability.
This confirms the fact that (2) is a solution of equa
tion (1). Similarly, we can verify the validity of solution
4).

(48)
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Abstract—The paper reports the results of measurements of the lattice IR reflection and Raman scattering
spectrafor the Ga; _,Al,P (x = 0-0.8) films grown on the GaP(111) substrate by the liquid-phase epitaxy tech-
nigue. The dispersion analysis of the experimental spectra has demonstrated that, for the studied system of the
Ga, _,Al,P dloy, the vibrational spectra of the aloys with different compositions exhibit three modes of the
Ga-P vibrations and one mode of the Al-P vibrations. The frequencies of modes only slightly depend on the
composition x of the Ga; _,Al,P aloy, but the composition considerably affectsthe oscillator strengths of these

modes. © 2000 MAIK “ Nauka/Interperiodica” .

Recent renewed interest in semiconducting alloys
(solid solutions) is explained by their extensive use in
constructing quantum-size  electronic  structures
obtained by the epitaxial growth method. Alloysof I11—
V semiconducting compounds are very promising
materiasfor these purposes. The vibrational properties
of aloysin this system have been studied in detail, for
example, in the compounds (GaAl)As[1], Ga(AsP) [2],
etc. However, the transformations of the phonon spec-
tra due to variations in the alloy composition have not
been adequately investigated for some of these com-
pounds, in particular, (GaAl)P. Thelattice IR reflection
spectra of the Ga, _,Al,P bulk crystals were analyzed
by Lucovsky et al. [3]. Moreover, mention should be
made of two works [4, 5] concerned with the investi-
gation of the Raman light scattering in these alloys.
Bairamov et al. [4] measured the Raman spectrain the
narrow range of compositions at x < 0.23. Armelles et
al. [5] studied the Raman spectraexcited at right angles
to the surface of thin films grown by the MCVD
method on the surface of GaP substrate. Since thin
films of the alloy were partially transparent for the
exciting lines of a Kr laser, the spectra contained, for
the most part, very intense bands of the GaP substrate.
This made difficult observation of the fine features
associated with the composition transformation of the
phonon spectrum.

Asfar as we know, research works dealing with the
lattice IR reflection in the (GaAl)P thin films have
never been published. However, thisalloy is of particu-
lar interest for both investigationsinto the crystal lattice
dynamics and the corresponding model calculations,
because the lattice parameters of the termina binary
compounds in this alloy are virtually coincident with
each other (Aa/a = 0.003). Thisimpliesthat the compo-

sition transformation of the phonon spectrum can be
observed in the pure form free from the predominant
effect of elastic stresses brought about by the difference
in lattice parameters.

The present paper has reported the results of the per-
formed measurements of the lattice IR reflection and
Raman light scattering spectra for the Ga, _,Al,P epi-
taxia films grown on the GaP substrate by the liquid-
phase epitaxial technique. The dispersion analysis of
the experimental |attice refl ection spectrareveaed that,
for al the studied compositions, their vibrational spec-
tra exhibit modes of the Ga-P and Al-P vibrations,
namely, three modes of the Ga—P vibrations and one
mode of the AP vibrations. The frequencies of modes
only dlightly depend on the composition x; however, the
composition appreciably affectsthe oscillator strengths
of these modes. The results of IR measurements were
confirmed by the data obtained from the analysis of the
Raman spectra. The Raman scattering technique pro-
vides the direct measurements of the characteristics of
the TO- and L O-phonons and, thus, makesit possibleto
determine the type of transformation of the vibrational
spectrum. It was found that AlP-like vibrations mani-
fest themselves in one mode, whereas the GaP-like
vibrations are characterized by more complex depen-
dences outside the province of classical concepts.
These anomalies can be explained in the framework of
the quasi-molecular crystal lattice model of the alloy

[6, 7].

1. GROWTH OF FILMS AND MEASUREMENTS

The Ga, _,Al,P epitaxia films with the AlP content
varying in the range x = 0-0.8 were grown on the
GaP(111) substrate by the liquid-phase epitaxial tech-

1063-7834/00/4204-0633%20.00 © 2000 MAIK “Nauka/Interperiodica’
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Fig. 1. Thelattice reflection spectra of the Ga; _ ,Al,Pfilms
on the GaP substrate. Points are the experimental spectra
and the solid lines correspond to the calculations.

nigue from the Ga-enriched melt (GIREDMET). The
thickness of the grown layers was 6-10 um. No addi-
tional surface treatment of the films was made to per-
form the IR and Raman measurements, except the films
with composition x = 0.8. The films of this composition
were coated with a thin organic film to ensure protec-
tion against hydrolysisin an air atmosphere.

The chemical composition of the Ga, _,Al,P films
was specified by the composition of the GaP / AIP mix-
ture in the liquid phase. According to Sonomura et al.
[8], the composition of epitaxial layersin the GaP-AlP
system virtually coincides with the composition of the
initial mixture in the liquid phase. Moreover, these
authors compared the film compositions determined by
the electron microprobe analysis and the results of
measurements of the cathodoluminescence spectra for
the same samples and revealed that the location of the
cathodoluminescence peak varies linearly with respect
to the frequency as the mole fraction of AIP changesin
the Ga, _,AlL,P dloy [8]. For this reason, the electron
microprobe analysis was carried out for the samples
with compositions x = 0 and x = 0.5, whereas the molar
composition of the other films was evaluated from the
cathodoluminescence data.

The long-wavelength IR reflection spectra were
recorded at room temperature on a laboratory vacuum
diffraction IR spectrometer with an OAP-5 optico-
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acoustic receiver as an infrared detector with a spectra
resolution of no worse than 1 cm=.

The Raman scattering spectra were excited with the
4880 A line of an argon laser and then were recorded
on adouble monochromator of an U-1000 spectrometer
with a resolution of 1 cm. The measurements were
performed at room temperature in the backscattering
geometry. The preliminary measurements of the
Raman spectra with a normal incidence of the exciting
beam onto the film surface showed that the TO- and
L O-phonon bands of the GaP substrate predominate in
the spectrum (it isknown that gallium phosphide exhib-
its avery high Raman scattering efficiency). Hence, in
order to tune away from the lines of a substrate, the
Raman scattering spectra were excited from the end
face of the epitaxia film. For this purpose, we used a
microattachment to accomplish the focusing of the
laser radiation onto a spot of diameter from 2 to 3 um.
Thismethod of excitation made it possibleto obtain the
Raman spectra characterizing a thin layer of the GaP
aloy.

2. RESULTS AND DISCUSSION

Figure 1 displays the IR reflection spectra in the
range of lattice vibrations for the Ga, _,Al,P films on
the GaP(111) substrate with compositions x = 0.15,
0.25, 0.40, 0.50, 0.58, and 0.80 at a temperature of
300 K. The experimental and calculated spectra are
shown by points and solid lines, respectively.

Earlier [9], we discussed the features of IR reflec-
tion spectra in the range of lattice vibrations for the
film—substrate structures with a film thickness of
1-2 um by the example of the Zn, _,Cd,Se/GaAs struc-
tures. The reflection spectra of these films are rather
simple in shape. Compared to the reflection spectrum
of the substrate in the range of its transparency, the
former spectra resemble the absorption curve of the
film and are readily amenable to the mathematical
treatment with the use of dispersion analysis.

In the case of the film—substrate structures with a
film thickness of 6—10 um, the specific feature of the
reflection spectra under consideration (Fig. 1) resides
in the fact that the reflection spectrum of a film almost
coincideswith the refl ection spectrum of the bulk mate-
rial due to strong absorption in the film in the range of
lattice vibrations. The skin depth for IR radiation in the
range of lattice vibrations turns out to be less than the
film thickness. For comparison, Fig. 2 demonstratesthe
lattice reflection spectra of the Ga, _,Al,P (x = 0.25)
film on the GaP substrate (shown by points) and the
Ga, _, AlLP (x = 0.23) bulk materia [3] (displayed by
the heavy solid line). The structures and intensities of
the reflection bands almost coincide with each other,
respectively. The differences in the spectra are
observed only in the range of arelative transparency of
the film (i.e., between the bands of “residual beams’
corresponding to the GaP- and AlP-like vibrations),
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where the spectrum of the film on the substrate shows
an interference peak near the frequency of the LO-
mode of the GaP substrate (0, o = 401 cm™Y). An inter-
ference effect of this type was observed earlier by Ger-
baux and Gadni [10] in the IR reflection spectra of
CdTe. In the vicinity of the LO-mode, the substrate is
characterized by a strong anomalous dispersion of the
refractive index, and, in the case of transparent film, the
interference increases at the expense of a multiple
reflection in the film.

For interpretation of the lattice reflection spectra
measured in thiswork (Fig. 1), we consider the model
structure formed by a thin film on the bulk (semi-infi-
nite) substrate under the assumption that the filmisuni-
formin thickness. In the framework of thismodel struc-
turefor afilm of thickness L with the dielectric function
& (w) and a substrate with the dielectric function ey(w)
at anormal incidence of light, the amplitude reflectivity
(without regard for multiple reflection in the film) has
the form [11]

r11(0) +1y5() exp(i2p)
141 (W)ris(w)exp(i2p)’

r.1fs(oo) =

where

S 1-,/g¢(w)
BRG]

(@) = JE (W) — Je(w) _ 2n|_./sf(m).
° Je () + Je(w) A

Here, A = 10%w is the wavelength. The reflectivity is
defined as R(w) = [r1(w)]? The specia featuresin the
interpretation of the reflection spectra of films on the
substrate in the range of lattice vibrations were dis-
cussed earlier in [9, 12]. Consideration of the multiple
reflection in the film at the film—substrate and film—vac-
uum interfaces leads to a very awkward expression for
the reflectivity (see, for example, [13]) and does not
provide additional information regarding the lattice
vibrations in the film; the sole exception is the demon-
stration of the complete coincidence between the
experimental and calculated spectra even in the range
of manifestation of the interference effect.

The dielectric function & (w) of a film was consid-
ered in the classical additive form

2

g(w) = g, + Z—Z S‘g)”. :
Wy — 0 —Twy;

In calculations of the reflectivity R(w), we varied the
following parameters in the formula for & (w): the fre-
quency wy of the jth TO-mode, the oscillator strength §
of the jth TO-mode, and the damping parameter y;. The
calculated reflection spectra are shown in Fig. 1 by
solid lines. Except for the range of manifestation of the
interference effect in the vicinity of the frequency
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Fig. 2. Comparison of the lattice reflection spectra for the
Gay _ Al P film (x = 0.25) (shown by points) and the bulk
crystal of about the same composition (x = 0.23) (displayed
by the heavy solid line).
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Fig. 3. Dependences of the frequency of TO-mode on the
composition of the Ga; _,Al,P films according to the dis-
persion analysis of the reflection spectra: (1) frequencies of
modes of the Al-P vibrations and (2) frequencies of modes
of the Ga—P vibrations.

W o = 401 cm™ (LO-modes of the GaP substrate), the
experimental and calculated R(w) spectra are in good
agreement.

The dependences of the frequency of TO-mode on
the composition of the Ga, _,Al,Pfilmsaredisplayedin

Fig. 3. The spectraexhibit one mode of the Al-P vibra-
tions (o = 442 cmr?) and three modes of the Ga—P

vibrations (w'® = 365, 355, and 377 cmrY). The fre-
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Fig. 4. The first-order Raman spectra for the Gay _,Al,P
epitaxia films of different compositions upon excitation
with the 4880 A line of an argon laser.

guencies of these modes weakly depend on the compo-
sition of the Ga, _,AlP film, whereas the transforma-
tion of the phonon spectrum with a change in the com-
position is governed by the oscillator strengths of these
modes.

Let us now consider the results obtained by another
independent optical method, namely, the Raman scat-
tering technique. Figure 4 depicts typical Raman spec-
tra measured for Ga, _,Al,P alloys of different compo-
sitions x = 0.15, 0.4, 0.6, and 0.8 upon excitation with
the 4880 A line of an argon laser. In the high-frequency
range, the spectrum contains two bands attributed to
AlP-like vibrations. As the GaP content increases, the
intensity of aband at = 440 cm™ increases, whereas its

1, arb. units
600+ l

400r

2001

350 375
Raman shift, cm~

0 V550850
300 325 |

Fig. 5. Raman spectrum for afilm of the Al ,5Gag 75P aloy
upon excitation with the 4880 A line.
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frequency location remains virtually unchanged. The
second band shifts toward the high-energy range with
anincreasein x. A more intricate pattern is observed in
the low-frequency range of the spectrum, whichischar-
acterized by the manifestation of the GaP-like vibra-
tions. There appears a number of bands (not always
clearly resolved in frequency) whose intensity changes
with a change in x. Figure 5 shows the spectrum of the
alloy with x = 0.25 in a narrower spectral range. It can
be seen that many Raman scattering bands manifest
themselves in aveiled form as a shoulder on the slope
of a more intense peak or at the background of the
noise. The true parameters of these bands were deter-
mined with the computer program for contour separa
tion.

In order to interpret the Raman bands observed
experimentally, it was necessary to elucidate their
nature (longitudinal or transverse). For this purpose, we
carried out the polarization measurements. The tensors
of effective Raman scattering cross-sections for the
polar cubic crystalswith astructure of zinc blende were
calculated by Loudon [14]. In accord with the selection
rules following from consideration of these tensors,
upon excitation in the [111] direction, the polarized
spectra (parallel polarization of the exciting and scat-
tering light) should manifest only longitudinal
phonons. The depolarized spectra (crossed polariza
tions) can exhibit both longitudinal and transverse
phonons. As an example, Fig. 6 displays the polarization
spectrum of the alloy with composition x = 0.5. It isseen
that the intensity of bands at = 405 and = 480 cm dras-
tically decreases, which makes possible the assignment
of these bands to the L O-phonons.

The dependences of the frequency of TO- and LO-
phonons on the alloy composition x (Fig. 7) were
obtained from the analysis of the experimental spectra
of the Ga, _,Al,P films. As can be seen, the AlP-like

1, arb. units
2000~

1500+

1000+

5001

1
| -/\ —— 2 |
(3)00 350 400 450 500

Raman shift, cm™!

Fig. 6. Polarization spectra for a film of the AlysGag 5P
aloy. Polarization: (1) Z(x, X)Z and (2) Z(x, y) Z .
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vibrations (two upper curves) follow the classical two-
mode scheme of transformations of the phonon spec-
trum. At a low aluminum concentration, the TO- and
L O-branches converge to a common point at the fre-
quency of the local vibration of aluminum replacing
phosphorusin the GaP lattice (= 440 cm™), whichisin
close agreement with the experimental value of thisfre-
quency equal to 438 cm[15]. Three TO-branches and
one LO-branch are observed for the GaP-like vibra-
tions. It is characteristic that, as the gallium concentra-
tion decreases, the TO- and LO-branches do not con-
verge to a common point corresponding to the energy-
gap mode of gallium in the AIP lattice. A possible rea-
son for such behavior is the absence of AN energy gap
between the allowed energy bands of acoustic and opti-
cal vibrations in the AIP lattice. Unfortunately, the
phonon spectrum of this compound is not clearly under-
stood. The origin of the branch segment at = 393 cm?in
the range of compositions x = 0.15-0.25 remains
unknown. It should be noted that the concentration
dependences of the TO-branches obtained by the
Raman scattering and IR spectroscopic techniques
agree closaly with each other. Thus, the presence of
three branches of transverse optical phonons in the
spectra of aloys in the (GaAl)P system was demon-
strated by two independent optical methods.

A similar transformation of the phonon spectrum
was observed earlier in the thoroughly studied system
of theHg, _,Cd,Teadloy [6, 7] and explained within the
guasi-molecular mode. According to this model, the
crystal structure of the alloy is treated as formed from
five tetrahedral elementary cells with a common anion
at the center of atetrahedron and various combinations
of cationsin vertices of the tetrahedron. For each of the
Hg-Te and Cd-Te vibrations, four vibrational modes
are possible depending on the type of elementary cell.
It is assumed that the elementary cells do not interact
with each other (by virtue of the domination of the
short-range covalent bonding in tetrahedral com-
pounds). Therefore, the frequency of these modes are
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independent of the alloy composition, and a change in
the vibrational spectrum of the crystal with achangein
the composition is governed by the concentration ratio
of different elementary cells. Note that not all modes
can be resolved upon measurements of the vibrational
spectrum, because the splitting of modes for different
elementary cells dependsto alarge measure on both the
ratio of cationic masses and the ratio between masses of
the cation and the anion for each pair. This likely
explains the fact that, for the system of the Ga, _,Al,P
aloy, the vibrational spectra measured in this work
exhibit one mode of the Al-P vibrations and three
modes of Ga—P-like vibrations.
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Abstract—The paper reports the study on the resistivity p and thermoemf S of the (Sng g5P0g 35)0 95G€ 05 T€
solid solution layers. The dependences of p and Son the hole concentrationsin the range 3 x 10%°-2 x 10?2 cm
exhibit jumps in the resistivity and thermoemf minima at close hole concentrations p; = 9 x 10%° cm=, p, =
2.5 x 10%° cm3, and p; = 4.5 x 10%° cm3. The observed jumps and minima suggest a complex structure of the

valence band and the presence of critical pointsin the energy spectrum of holes. According to the datafor SnTe,
thecritical pointsin the energy spectrum at the given hole concentrations are identified asthe Z-extremum, sad-
dle point LX, and A-extremum, respectively. © 2000 MAIK “ Nauka/Interperiodica” .

A specific feature of solid solutions based on tin,
germanium, and lead tellurides is the crystallization
with a noticeable deviation from the stoichiometry in
the direction of excess chalcogen (~ 1 at. % and more).
The vacancies formed in the metallic sublattice as a
result of this deviation are electrically active. At high
concentrations of electrically active defects, the typical
concentrations of holes in SnTe and SnTe-based solid
solutions can reach p ~ 10°-10* cm3[1]. In this case,
the control over the electrophysical properties of the
solid solutions with the help of doping becomes ineffi-
cient because of very high concentrations of charge car-
riers and intrinsic defects. The exception is the indium
impurity, whose solubility in Sn, _,Pb,Te is of about
10-20 mol % InTe [2-5]. An interesting feature of
Sn, _,Ph, Te bulk samples doped with indium impurity is
the bulk superconductivity through the indium impurity
dtates. In particular, the samples containing 16-20 mol %
InTe are characterized by the critical temperature
Tc=4K. The solid solutions based on SnTe: In with
high critical temperatures are promising materials for
the production of superconducting bolometers operat-
ing at helium temperatures. However, the lack of data
on the band structure of the Sn, _,Pb,Te solid solution
over awide energy range makes difficult the interpreta-
tion of experimental data and the determination of the
Inimpurity contribution to the transport phenomena. In
this respect, the present work is an attempt to investi-
gate the band spectrum of the (Sng g5Pg 35)0.95G€ 05 T€
solid solution over a wide range of charge carrier con-
centrations (p ~ 3 x 101°—6 x 10% cm3).

1. SAMPLES UNDER STUDY

Possible practical applications of SnTe: In-based
solid solutions are connected with preparation of thin
layers. In this work, we studied the layers prepared
from a batch that was obtained from bulk samples [4]

of composition [(Sng esPbo.35)0.05G€0.05]1 - xIMTe With
indium content X = 0.05-0.20 in the batch. The samples
were fabricated by the metal-powder method. The
ingots were synthesized under vacuum by melting the
initial components of semiconductor purity. After
grinding of theingots (the mean grain sized = 0.1 mm),
the hot pressing was carried out at a temperature of
350°C. Then, the samples were annealed under vacuum
at a temperature of 600°C for 120 h. The X-ray
microanalysis did not reveal the second phase in the
samples.

The layers studied were produced by the pulsed
laser deposition method with the use of ceramic sam-
ples as targets. The pulsed laser deposition, as a rule,
provides a congruent evaporation of many-element tar-
gets and makes it possible to abtain films whose com-
position differs only dlightly from the batch composi-
tion. However, upon deposition of the Sn, _,Pb,Te: In
solid solution, the distribution of indium over the film
thicknessturns out to be nonuniform. It was established
earlier that the uniformity of the indium distribution
over the thickness of the Sn,.,Pb,Te layers can be
increased by addition of germanium to the solid solu-
tion [6, 7]. This provides an explanation for the choice
of the composition of the target material.

A change in the hole concentration in the films and,
correspondingly, the shift of the Fermi level in the
energy spectrum were accomplished by the variationin
deposition conditions (in particular, the substrate tem-
perature, the energy of laser pulse, and the steepness of
its leading edge) and indium content in the batch.

The positive signs of the thermoelectric coefficient
(S and Hall coefficient (R) in the thin layers studied
indicate the hole-type conduction in the samples. The
small values of Sand R suggest high concentrations of
charge carriers and a strong degeneracy of the hole gas.
In thiswork, the hole concentration in layers was deter-
mined from the data on the Hall effect according to the
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formula p = (eR). Since we studied the sufficiently
thick films (thickness, 110-190 nm) with a high hole
concentration (in the range 3 x 10%°-6 x 10! cm™3), no
effects due to the size quantization manifested them-
selves in the films, and the electrophysical parameters
of the films and bulk samples at the same hole concen-
trations were close to each other.

2. RESULTS AND DISCUSSION

The temperature dependences of the resistivity (p),
Hall coefficient (R), and Seebeck coefficient (S were
measured in the temperature range 77-400 K. These
dependences are similar to those studied earlier for
SnTe[9]. Since distinctive features are not observed in
the temperature dependences of the kinetic coefficients,
we consider their concentration dependences. Let us
take up first the data on the resistivity (see Fig. 1a). Itis
seen that, as expected, the resistivity of layers, on aver-
age, decreases with an increase in the hole concentra-
tion. Moreover, the p(p) curve shows several abrupt

jumps in the resistivity at the hole concentrations p; =

9 x 10, p) =3 x 10%, and p§ = 4.5 x 102 cm’3,
respectively.

The observed jumps in the resistivity indicate a
complex structure of the valence band of the solid solu-
tion and aso the presence of critica points in the
energy spectrum of holes. The resistivity jump is
caused by the transition of the Fermi level through a
singular point of the energy spectrum. Thisisaccompa-
nied by the appearance of a kink in the energy depen-
dence of therelaxation time, which, in turn, should give
riseto aminimum in the thermoemf [asisknown, in the
case of strong degeneracy, the thermoelectric coeffi-

cient S~ %I:%Z . + gg] Therefore, the experimental
data on the thermoemf can serve as an additional evi-
dence for the presence of critical points in the energy
spectrum.

Asisseen from Fig. 1b, the dependence of the ther-
moelectric coefficient on the hole concentration p)
also exhibits complex nonmonotonic behavior and

shows several clear minima at the critical hole concen-
trations p; =9 x 10, p; = 2.5 x 10%°, and p; = 4.5 x
10%° cm3, respectively. It isworth noting that the afore-
mentioned features are observed both at low tempera-
tures T~ 120 K and at room temperature. A comparison
of thedataon p and S(seeFigs. 1a, 1b) revedlsaclearly
pronounced correlation. The jumps in the electrical
resistivity of layers and dips (minima) of the ther-
moemf in the isotherms of the dependences of p and S
on the Hall concentrations of holes are observed at
close values of the Fermi energy.

The identification of critical points requires infor-
mation on the valence band structure of the solid solu-
tion. Unfortunately, these data for the solid solution
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Fig. 1. Isotherms of concentration dependences of (a) the
resistivity and (b) the thermoelectric coefficient for the
(Sn0.65pb0.35)0_95G90'05Te: In solid solution. (c) The
energy spectrum of SnTe (according to the data taken from

(8D).

studied are not available in the literature. However,
with due regard for the structural similarity of the
valence bands of A*B® compounds, one can expect that
the energy spectra of solid solutions based on SnTe and
tin telluride will be similar to each other. The calcula-
tions of the band structure for A“B® compounds with a
cubic lattice demonstrate that the main extremum of the
valence band is located at the L points of the Brillouin
zone. Moreover, the valence band is characterized by
two groups of singular points of the spectrum, which
are situated at the ~ and A points on the twofold and
fourfold axes, respectively. These axes are character-
ized by the large effective hole masses (larger than the
mass of a free electron). Depending on the sign of
heavy masses, these points can be either points of an
extremum (the 2nd and 3rd extrema of the valence
band), or the saddle points. From the band structure cal -
culations and topological reasons it follows that, if the
extrema of valence band arelocated at the X points, one
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more group of saddle points arises in the LZ direction.
According to [8], the critical points of the spectrum on
thetwofold 2 and fourfold A axesin SnTe arethe points
of extrema. In this case, as mentioned above, the saddle
points appear in the LX direction (see Fig. 1c).

A comparison of the critical hole concentrationsin
the (SnyesPo35)095GE s T€ : 1N solid solution in SnTe
(according to the data obtained in [8]) reveals their
closeness (see Fig. 1c). This allows us to identify the
critical points of the energy spectrum at the hole con-
centrations p; = 9 x 10'°, p, = 3 x 10%°, and p; = 4.5 x
10%° cm2 as the Z-extremum (~ 9 x 10'° cm3 in SnTe),
the saddle point L (~ 2.5 x 10?°° cm= in SnTe) and the
A-extremum (~ 7 x 10%° cm3 in SnTe), respectively. A
slight discrepancy between the critical hole concentra-
tions in the solid solution and in SnTe is likely due to
the fact that the location of critical points in the spec-
trum depends on the ratio between components in the
solid solution.
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Abstract—Measurements are reported of the transverse magnetoresi stance MR and of the thermopower S car-
ried out at high pressures P on Te single crystals in synthetic-diamond chambers. The MR is found to increase
with decreasing gaswidth under a pressure up to 4 GPa as one approaches the semiconductor—metal phase-tran-
sition point, to fall off subsequently in the high-pressure metallic phase. The behavior of SP) correlates with
the pressure dependences of the measured MR. A negative MR at T = 77 K was found within a narrow interval
P = 1.5-2 GPa, wherethe valence band of Teisassumed to undergo rearrangement. Above the point of the phase
transition to the -Po structure, MR is established to increase with pressure for P > 12 GPa. The MR data are
used to estimate the hole mobility u for various Te phases. A comparison is made of the mobilitiesin Te, Se,
and high-pressure phases of mercury chalcogenides, which are their structural and electronic analogs, for pres-
sures of up to 30 GPa. © 2000 MAIK “ Nauka/Interperiodica” .

The thermopower (Seebeck coefficient) S and the
transverse magnetoresistance MR characterize the gap
width €g: concentration, and mobility p of carriers in
semiconductors, and, therefore, investigation of these
effects provides information on the character of varia-
tion of the electronic structure of both the original and
high-pressure phases [1-7]. When deriving y datafrom
the Hall effect and conductivity, the experimental val-
ues can be distorted by the carrier concentration being
spatialy inhomogeneous. For instance, the room-tem-
perature hole mobility 1 in Se obtained from such mea-
surements is less than 1 cm?/Vs, while MR data yield
i =50 cm?/Vs [5]. Studies of the influence of plastic
deformation on the electric properties of Seindicatethe
existence of potential barriers, which originate from
lattice defects and result in spatial concentration inho-
mogeneities [5]. The conductivity of selenium is deter-
mined by the low concentration of holes in depleted
zones, while the Hall effect and Sare accounted for by
the high hole concentration in other regions[5]. In con-
trast to the Hall effect, magnetoresistance permits one
to perform direct measurements of W in selenium, and
it does not depend on carrier concentration [5]. The
behavior of MR permits certain conclusions on the vari-
ation of the mobility and other carrier characteristics
under a monotonic variation of the parameters of the
electron spectrum and in phase transitions in the elec-
tron system.

The most convenient chambers for electrica mea-
surements at pressures of up to 50 GPa are those made
of synthetic diamond [6, 7]. The technique employedin
MR and Sstudies at P of up to 30 GPain such chambers
[8, 9] was used to investigate the high-pressure phases
of Hg, Cd, Zn chalcogenides and such elemental semi-
conductors as Se and |, [9-11]. Some materials (CdTe,

CdSe, CdS, ZnSe, ZnS, and 1, [9]) exhibited a negative
MR, whereas in the chalcogenides of mercury and Se,
one observed MR sign reversal in direct and reverse
structural phasetransformations[9, 10]. Thesign rever-
sa of S and MR reflects changes in the type of the
majority carriers and their scattering mechanisms,
which occur as a result of an electron structure rear-
rangement [3, 4, 9, 10].

This paper reports on measurements of S and MR
carried out on Te single crystals at quasihydrostatic
pressures of up to 30 GPa. In this pressure region, a
semiconductor—metal transition has been revealed [6,
7, 12], and structural changes with increasing lattice
symmetry and the coordination number have been
found to take place in the following order: trigonal
phase | —= monoclinic Il (4 GPa) — orthorhombic
[11 (6.8 GPa) — rhombohedral IV (10.6 GPa) —» bcc
V (27 GPa) [13]. Thiswork aimed to study the changes
in the electron structure of Te accompanying the pres-
sure-induced lattice transformation by measuring MR
and S

1. EXPERIMENTAL

The pressure dependences of Sand MR were studied
in two high-pressure chambers, whose anvils made of
synthetic diamond had operating diameters of 0.8 and
0.6 mm [8, 9]. For measurementsin the pressure region
of up to 10 GPa, Toroid-type chambers [14] of aVK6
hard alloy were employed. Catlinite was used asa pres-
sure-transmitting medium. The magnitude of pressure
was estimated to within 10% from the calibration
graphs relating P to the compressive force and con-
structed for each chamber with the use of the known
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Fig. 1. The thermopower S vs. pressure P dependences
obtained at T = 300 K on Te samples in chambers of tung-
sten carbide (circles) and synthetic diamond (triangles).
Inset: an enlarged fragment of the plot.
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Fig. 2. Temperature dependences of the resistivity of a Te
sample obtained in a tungsten-carbide chamber at fixed
pressures P (GPa): (1) 1.6, (2) 2.9, (3) 3.4, (4) 4.1, (5) 5.2,
(6) 6, (7) 6.9, (8) 7.7, (9) 8.1, and (10) 8.5.

phase transitions in such reference substances as Bi,
GaP, etc. [4, 6-9].

The samples in the diamond chambers measured
typically 0.2 x 0.2 x 0.05 mm, and, in the hard-alloy
one, 0.4 x 0.4 x 0.2 mm.

The electrical resistivity p, S and MR were mea-
sured by the techniques described in [9, 10]. The elec-
tric leads pressed to the samples were made of a5 um-
thick Pt—Ag ribbon, and the high-conductivity diamond
anvils served as current contacts [9, 10]. The tempera-
ture dependences of p of the samples were obtained in
therange from 77 to 300 K at fixed pressures. The pres-
sure and temperature dependences of p were measured
under the reversal of the current through the sample.
The diamond anvils, whose temperature was monitored
by thermocouples, served as a heater and a cooler in
thermoel ectric measurements[4, 9, 10]. The calculated
temperature distribution in the diamond chambers [15]
permitted an estimate of the error in determination of
the temperature drop across the sample. The relative
error of p and S measurement was 3 and 20%, respec-
tively.

The MR effect was measured by switching the cur-
rent flow through the sample and the magnetic field B.
The MR geometric factor of samples [3] (which was
approximately the same for all P) was disregarded. For
small MR, the output of the sample potential probes
was amplified after compensation. The setup permitted
MR measurements starting with 0.01%. Control mea-
surements showed no MR effect with the diamond
anvils shorted [9]. The previous MR measurements
made in diamond chambers on HgSe, HgSeS, and Se
crystals [9-11] agree with the data obtained on large
samples of a standard shape at atmospheric [5] and
hydrostatic pressures of up to 2 GPa [9, 11]. The total
time taken by measurements on each sample of the
temperature and field dependences of p under pressure
was two to three weeks. After each change of pressure,
the samples were maintained for 8-12 h to stabilize the
resistivity before starting temperature and magnetic
measurements [6].

The studies were performed on single crystals of
undoped Te. The samples were characterized at atmo-
spheric pressure using the Hall effect and resistivity
measurements made in magnetic fieldsof upto 14 T at
temperatures of 4.2-350 K by means of an Oxford
Instruments setup. The impurity concentration was
estimated as ~2 x 10'® cm. At all temperatures, the
Hall constant was positive.

2. RESULTS

The resigtivity and the thermopower of tellurium
decreased (Fig. 1), and the temperature dependences of
p changed their slope (Fig. 2) with increasing pressure.
Thisagreeswith the earlier electrical [1, 4, 6, 9, 12, 16]
and optical [17] studies. However, at afixed pressure of
1.5-2 GPq, p increased irreversibly as the sample was
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Fig. 3. (&) Magnetoresistance of aTe sample (Fig. 2) obtained at fixed pressuresP and T = 77 K; the curves are labeled in accordance
with the values of P given in the caption to Fig. 2. Inset shows an enlarged |ow-pressure fragment of MR. (b) Same relations plotted

for T=300 K.

cooled (curve 1in Fig. 2). No suchirreversible changes
in p were observed to occur at higher P. The resistivity
was also observed to increase after subjecting Te crys-
tals to a hydrostatic pressure of up to 1.2 GPain [16],
where this effect was attributed to an increase of the
concentration of defects (dislocations) strongly affect-
ing the electrical properties of Te and Se [5]. At such
pressures, Te was reported [18] to transfer from the
chain to a Sb-type layered structure (without any
change in the volume), but this observation was not
confirmed in later studies[19, 20].

The magnetoresistance of Tein fieldsof upto 2 T
was approximated by a parabolic dependence on B for
al P (Figs. 3and 4). We used the expression for the MR
of a parabolic-band semiconductor, Ap/p = a,(UB)?, to
estimate, assuming the coefficient a, = 1, the hole
mobility p for various Te phases (Fig. 5). The MR
increased with P increasing to 46 GPa. The values of
MR and p agree with the data of [16] obtained under
hydrostatic pressures of up to 1.2 GPa on samples with
similar hole concentrations. The pressure dependences
of MR and u measured in the hard-alloy (Fig. 3) and
diamond chambers (Figs. 4 and 5) coincided. The
increase of MR and 1 and the decrease of Swith pres-

PHYSICS OF THE SOLID STATE Vol. 42 No. 4

sure up to 4 GPa should apparently be attributed to the
decreasing gap width &, [16, 17, 21].

At pressures of 1.5-2 GPa corresponding to the
above-mentioned anomaly of p, one observed a nega-
tive MRat T = 77 K in different chambers (Figs. 3 and
4). In weak fields, the negative and positive (extrapo-
lated to B = 0) MR branches could be fitted by approx-
imately the same parabolic dependence on B. The high-
temperature MR for these pressures remained positive
and increased with increasing P (see Fig. 3).

The MR effect decreased rapidly above the pressure
where the temperature coefficient of p reversesitssign
(see Fig. 2). In samples maintained for a long time
under a load, the transition to metalic conduction in
our experiments occurred at P > 4-6 GPa [6, 7, 12]. It
should be borne in mind that structural defects emerg-
ing even under the hydrostatic pressure P strongly
affect the electrical properties of Teand Se[16, 21]. In
high-pressure metallic phases, the MR effect remains
positive (Figs. 3 and 4). The structural transformations
occurring at high pressures [13] affect the electrical
propertiesof Te[6, 7, 12, 20]. The pressure dependence
of Sreveals anomalies at P = 6 and 10 GPa (Fig. 1),
which can be identified with transitions from the mon-
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(b) Same dependences measured a T = 300 K and P (GPa): (1) 0.3, (2) 0.6, (3) 1.3, (4) 2.2, (5) 3.2, (6) 6, (7) 7.7, (8) 10, (9) 12,
(10) 13.7, and (11) 14.2. Inset shows an enlarged high-pressure fragment of MR.
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Fig. 5. Holemobility derived from magnetoresistancefor Te
samples and presented as a function of pressure for T = 77
(open symbols) and 300 K (filled symbols). The data
obtained in the hard-alloy chamber areidentified with trian-
gles, and those in the diamond chambers, with circles and
sgquares. The straight line is a fit with an exponential (see
text).

oclinic to orthorhombic to rhombohedral phase with
the 3-Po structure [ 13]. The magnitude of the MR effect
increases with pressure above 12 GPa (Fig. 4).

3. DISCUSSION OF RESULTS

Calculations of the electron structure of Te and Se
under pressure [21, 22], as well as preliminary electri-
cal and optical experiments[1, 4,7, 12, 16, 17] indicate
astrong decrease of the direct energy gap €4 in the elec-
tron spectrum with increasing P. Experimental data for
Te (see Figs. 1-5) and Se [10] demonstrate, in accor-
dance with these calculations, a drop in S and an
increase of MR and p caused by the pressure-induced
decrease of €.

As a result of Te having a complex valence-band
structure, several groups of carriers contribute to con-
duction[16, 17, 21]. To describe the Hall effect and MR
in strong magnetic fields from 8 to 14 T, two types of
holes with different mobilities p = (et/m,) were
invoked [16], where e is the electron charge, T is the
momentum relaxation time, and m, is the hole effective
mass [3]. For fields below 2 T, we approximated the
positive MR with a single-band model, because the con-
tribution of heavy holesis believed [16] to be noticeable
for B > 2 T. The negative MR effect (Figs. 3 and 4),
which is tentatively assigned to a pressure-induced

PHYSICS OF THE SOLID STATE Vol. 42 No. 4 2000



MAGNETORESISTANCE AND THERMOPOWER OF TELLURIUM

change of the valence-band structure [16, 17, 21], isan
exception. It will be considered below.

The light-hole mobility in Te at hydrostatic pres-
suresof up to 1.2 GPawas approximated [ 16, 21] by the
KU(P) = u(0)exp(yP) relation, where the coefficient y =
0.5-0.7 GPa. This relaion is a consequence of the
decrease of the gap width €, and of the hole effective mass

~ &4 according to the same law with y = 0.5 GPa*
[16, 17, 21]. The pressure dependences of the hole
mobilities for the semiconducting phases of Te (Fig. 5)
and Se [10] are fitted satisfactorily by the above expo-
nential function. The coefficient y for Te up to 4 GPa
and for Se within the 6-25 GParegion [10] is, accord-
ingly, 0.5-1 and 0.2-0.3 GPa. The strong pressure
dependence of [ is accounted for by the fact that €, of
Te and Se decreases with increasing P much faster than
it does for other semiconductors[1], to vanish at 4 and
15-25 GPa, respectively [1, 7, 16, 17, 21]. The trigonal
lattices of Te and Se consist of helical chains extended
along the c axis, which are forced close to one another
by the pressure. Thisresultsin abroadening of the elec-
tron bands and a considerable decrease of g, at the H
point of the Brillouin zone [21, 22].

The strong decrease of MR after the transition to the
metallic state (Figs. 3 and 4) is accounted for by an
electron structure rearrangement [23—-25], so that the
hole effective mass should obviously increase com-
pared to m, of the trigonal phase for ¢, — 0. Because
the hole gas in metallic phases becomes degenerate, a
factor (KT/E;)? < 1 will appear in the expression for MR
[3]. Here E; isthe Fermi energy, and k isthe Boltzmann
constant.

While the metallic phases of Te have different types
of bonding, they till exhibit a certain similarity, which
suggests a similarity among their electronic properties
[23-25]. The monoaclinic phase (11) forms of the trigo-
nal one (l) through rotation of chain segments, which
make up weakly bonded, corrugated layers[25]. Itisan
anisotropic metal, because, along the M'-X direction in
the Brillouin zone, the Fermi level crosses the electron
bands, and, along 'Y and '—Z, it liesin the gap [26].
The orthorhombic lattice (I11) forms of the monoclinic
one (I1) when the angle o = 92.7° decreases down to
90° and the bond lengths in the layers become identical
[24]. Phases 1l and 111 have corrugated layers, wherethe
conduction along the a axis is metallic, and, along the
b, ¢ plane, which is parallel to the zigzag-shaped cova
lent chains, it is semiconducting [13, 24]. Thisstructure
accounts for the noticeable MR effect preserved in
these phases (Figs. 3 and 4). The electron structures and
properties of phases |l and 11l areidentical [13, 25], an
assumption confirmed by the measurements of S and
MRinthiswork (Figs. 1 and 5). The rhombohedral |at-
tice of the 3-Po (1V) typeisaspecific case of the orthor-
hombic one (I11), where the compression makes the
interatomic distancesin alayer equal to the layer sepa-
ration [25]. Therefore, the transition from lattice |11 to
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the more symmetrical structure IV [13, 23] is capable
of resulting in the observed increase of MR and of hole
mobility p for P > 12 GPa (see Figs. 3 and 4). The
three-dimensional semiconducting structures, i.e., IV
and the bce V, are isotropic metals [13, 25].

The crystal structures of group V-V I elementswith
an unfilled p-shell, including Te, Se, and iodine, are
obtained, in the tight-binding approximation, through
the Peierls distortion of a simple cubic lattice [26, 27].
The p-electrons play a dominant role in the binding of
these crystals [26]. The energy spectrum of the hypo-
thetical cubic phases consists of three overlapping
bands p,, p,, and p,, which are partialy filled. The lin-
ear atomic chains reduce their energy under the Peierls
distortion of the lattice, thus creating agap at the Fermi
level. Because the p, band of Te and Seisfilled to two
thirds of its capacity, the spectrum undergoes diel ectri-
zation through tripling of the unit cell [26, 27]. The
deformation stabilizing the structure of the linear Te
and Se chains along each coordinate direction at nor-
mal pressure P forms helical chains of divalent atoms
[26]. Iniodine, whose p-band is 5/6-filled, the spectrum
dielectrization is produced by a sixfold increase of the
cell volume, which corresponds to one short (covalent)
bond and five long (Van der Waals) bonds [26]. A
molecular crystal forms with the iodine atom having
one neighbor only [26]. It was suggested [27] that the
spectrum of mercury chal cogenides undergoes dielec-
trization similar to that for Teand Se, i.e., through asix-
fold increase of the unit cell of the cubic praphase.
Indeed, the unit cell of the high-pressure HgTe and
HgSe semiconducting phases with the cinnabar struc-
ture (a-HgS) is actually doubled along the ¢ axis com-
pared to Te and Se [28]. The gap in the spectrum of
these phases at the Fermi level emerges apparently
from states connected genetically with the p-level of
chalcogens [29, 30]. They are structural and electron
analogs of Teand Se[4, 28].

Peierls structures have a lower density than unper-
turbed lattices [26]. When the crystal volume
decreases, the atomic core repulsion precludes distor-
tion which becomes energetically disadvantageous
starting from a certain pressure [26]. Within this
approach, the pressure-induced metallization of Te, Se,
halogens (iodine) [1, 6, 7, 21], and mercury chalco-
genides [4, 9, 10] is made possible by the removal of
the Pelerls distortion [26]. However, as follows from
calculations made for Te [25] and from structural mea-
surements[13, 19], asimple cubic latticeis unstable for
any pressure. The magnitudes of p and S of the semi-
conducting phases of Te, Se, iodine, and mercury chal-
cogenides decrease with increasing P because of the
decreasing g, [4, 9, 10]. However, the behavior of MR
for g, — Oisessentialy different [9, 10]. In the covar
lent Te and Se, the magnetoresistance and u of holes
increase exponentially with pressure (see Fig. 5 and
[10]), whereas the electron mobility in the high-pres-
sure semiconducting phases of mercury chalcogenides
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is very low (U < 50 cm?/Vs [9]) because of the ionic
bonding in the chains. The hole mobility p of holesin
the molecular phase of iodineisaslow asin amorphous
Se, which is accounted for by the smallness of the
wave-function overlap integral for neighboring atoms,
which determines the electron tunneling rate [31].
These materials with low carrier mobilities exhibit a
weak negative MR [9, 10], which is probably dueto an
impurity-band rearrangement in the magnetic field
[32].

By contrast, a negative MR in Te (Figs. 3, 4) is
observed with a high hole mobility. The fact of its
appearing at pressures where calculations predict a
change in the valence-band shape [16, 17, 21, 33]
allows a conjecture that these phenomena are con-
nected. The dispersion relation for the upper valence
band of Te near theH point of the Brillouin zone hasthe
form E(k) = —AkZ —Bk? + (A% + C2k2)¥2, where k, and
ko are wave-vector components along and perpendicu-
lar to the trigonal axis, A is the valence-band separa-
tion, and the A, B, and C parameters and their variation
with P were derived from optical and galvanomagnetic
measurements up to 1.2 GPa[16, 17, 21]. Along the k,
direction, the valence band hastwo extremaat +k,,, the
extremum along k; lies at k; = 0 and is lower in energy
by Ae =2.3meV [16, 17, 21]. The existence of asaddle
point at k, = 0 (and k; = 0) [33, 34] isresponsible for a
number of effects, including a change in the Fermi sur-
face shape with increasing band occupancy [34] and
intraband magnetic breakdown in fields B > 2 T (for
concentrations 4 x 10'® cm) [21, 35]. As P increases,
Ae and k,,, decrease; i.e., the extrema become closer.
Anzin et al. [33] werethefirst to indicate the possibility
of arearrangement of the hole Fermi surface structure
at pressures above 1.6 GPa. By the later calculations
discussed in [16, 17, 21], extrapolation of the spectrum
suggeststhat the saddle point vanishesin the 1.5-3 GPa
interval, where one could expect nontrivial behavior
from m, and p aong the k, axis, and where our experi-
ments reveal anegative MR (see Figs. 3 and 4).

The most probable of all mechanisms capable of
creating a negative MR at high temperatures are the
effects caused by carrier heating by an electric field E,
where the drift mobility pg of “warm” carriers becomes
afunction of thefield, py = p(1 + BE?) [3]. If T~ ()" is
a decreasing function of energy € (which corresponds
to scattering from acoustic phonons, r = —1/2), then
B <0, and py decreases with increasing € [3]. By
deflecting the carriers from the drift direction, the mag-
netic field reduces the energy gained by the carriers
and, hence, increases 4. The Hall field generated in the
sample changes the direction of the resultant electric
field, which aso affects m, and, hence, pg. In weak
fields, this results in a quadratic negative MR, Ap/p =
—c,(uB)?, where ¢, ~ 102 [3]. In the case of two
closely lying extrema with different effective masses,

PHYSICS OF THE SOLID STATE Vol. 42

SHCHENNIKOV

the expression for MRinweak fields acquiresthe form
Aplp = 91W16(u,B)9(1 + nb?/(1 + nb) — WA(1 +
nb?)?(1 + nb)?], whereb and n aretheratios of the hole
mobilities and concentrations, respectively, and y, is
the mobility of light holes[3]. Asseen from thisexpres-
sion, a slight decrease in their concentration resulting
from a transition between the extrema (for instance,
because of cooling of the “warm” carriers) will make
the MR negative. It can be conjectured that this mecha-
nismisoperativein Te closeto the vanishing of the sad-
die point; i.e, in the case where the extrema are the
closest to one another and the warming field (in which
the carriers gain the energy required for the transition
between the extrema) is the lowest [2, 3]. The lower
extremum of the valence band can beidentified with the
region of the spectrum near the saddle point, where this
band passes through a local maximum along the k;
direction [16, 17, 21, 33].
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Abstract—The complete set of optical fundamental functions is determined for diamond in the range from 4
to 32 eV. The features of the bulk and surface characteristic energy loss spectra are elucidated and the functions
Ne(E) and e4(E) are calculated. The energies of volume and surface plasmons are established. © 2000 MAIK

“ Nauka/Interperiodica” .

INTRODUCTION

The plasmons hold a unique position among quasi-
particles of asolid because of their special features[1].
The spectra of volume and surface plasmons are
described by the functions —-Ime* and —Im(1 + €)7,
respectively. Experimentally, they are determined by
measuring the characteristic electron energy losses
(CEELS) W. In the general case, the function W has an
intricate form because of the superimposition of vari-
ous effects, among them the excitation of plasmons,
interband transitions, and metastable excitons.

It is a complicated problem to extract the functions
—-Ime~t and —Am(1 + ) from W. For this purpose, vari-
ous simplifications, approximations, and calibrations are
made. The half-width of the principa peak of W typi-
cally exceeds 5.5 eV. The intensity of peaks of W criti-
caly depends on the orientation of the sample and the
energy of the electron beam, their resolution being not
finer than 0.5 eV. This severely hampers the determina-
tion of the true spectra of plasmons and their energies.
For this reason, even for the simplest crystals, such as
diamond, the experimental data on the CEEL spectraare
highly contradictory as far as the nature and the energies
of plasmons of both the types are concerned [2—4]. Of
gresat interest, in this connection, is a calculation proce-
dure in which the experimental data on the reflection
spectra and the Kramers—Kronig integral relations are
used to determine the plasmon spectra[5].

The objective of thispaper isto calculate the spectra
of plasmons of both types from experimental data and
to correlate the results with the known data on the
CEEL spectra for diamond. We also determine the
energies of volume and surface plasmonsin diamond of
thel and llatypes.

1. THE CALCULATION PROCEDURE

The functions for plasmons can be expressed in
terms of the €; and €, or of the n and k pair of functions
by the formula

Ame™ = gy(e2+€)) 7 = 2nk(n®+ K3, (13)

—Im(L+e)™ = gyf(e+ 1)+l (1)

= 2nk[(n?+ KA+ 2(n* =K% + 1] .

The complete set of optical fundamental functions,
among them ¢, and &, (or n and k) is commonly calcu-
lated from the Kramers—Kronig integral relations and
the experimental reflection spectrum in a wide energy
range. The calculation procedure we use here for deter-
mining the set of optical functions for diamond has
been substantiated and employed in many papers[5-8].

2. RESULTS OF CALCULATIONS

The reflection spectra of diamond in the range from
zero to 32 eV were measured on three different samples;
two of them (1 and 2) were mechanically polished [9, 10],
while the third (3) was cleaved [10]. From these spectra,
we have cal culated the complete set of optical fundamen-
tal functions, among them —4me, -Am(1 + €)%, nk(E),
and e4(E) (seeFig. 1).

The most intense peaks in these reflection spectra
are Situated at 12.85, 12.55, and 12.77 eV for samples
1, 2, and 3, respectively. On the long-wavelength side,
weak peaks are positioned at about 7.25, 7,15, and
7.10 eV for samples 1, 2, and 3, respectively. For sam-
ples 2 and 3, these weak peaks have short-wavelength
components at about 7.62 and 7.67 eV, respectively.
Generously overlapping broad bands are observed in
the high energy ranges E = (15-22) eV and (22-35) eV,

1063-7834/00/4204-0648%20.00 © 2000 MAIK “Nauka/Interperiodica’
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Fig. 1. (a) Experimental reflection spectra R(E); calculated spectra (b) of 4me™L, (c) <m(L + €)%, (d) N, @d (€) e for three
samples of diamond (curves 1, 2, and 3, respectively).

with their maxima estimated very roughly to be at Itis interesting to note that the very broad, intense

~18 and 26 eV, respectively. reflection band in the range from 15 to 22 eV does not
The spectra of &,(E), which we calculated from the manifest_itself in the spectra of €,(E) for the three sam-

reflection spectra, have a very intense peak at apout Pl€sof diamond.

11.8 eV, feebly marked peaksat about 7.5 eV (sample 1), The cal culated spectraof the bulk CEEL s, described

7.3and 7.75 eV (sample 2), and 7.3 and 7.9 eV (sam- by —Ime, have the most intense peaks situated at about

ple 3), and a very weak, broad band at about 23.5 V. 31.5, 30.6, and 32.0 eV for samples 1, 2, and 3, respec-
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Fig. 1. (Contd.)

tively (see Fig. 1b). Earlier, these peaks were deter-  the reflection spectra, which is equa to 35 [9], or
mined to be at about 32 (sample 1) [9], 29 (sample 2), 31.5eV [10]. Using the R(E) spectrum extending to
and 29.7 eV (sample 3) [10]. The peak of the CEELS 40 eV allowed us to determine the position of the prin-
(-Ime™) is situated near the short-wavelength limit of  cipal peak of bulk CEELSs more correctly than in [9,
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10]; the energy of volume plasmons in diamond E,, is
found to be 31.2 + 0.6 eV. This value agrees with the
theoretically predicted E,,, to be about 31 eV [1].

The experimental CEEL spectra were studied by
reflection electron diffraction with energy E, = 1150 [2],
700, 1500 [3], and 200—1200 eV [4] and aresolution of
1-2 eV. It was found in these three papers, that the ener-
gies of volume plasmonsliein therange 31-34 eV.

Thesurface energy loss spectra, givenby —im(1+¢)™1,
isfirst calculated in this paper (Fig. 1c). The principal
peak isfound to be at about 21.1 (sample 1), 20.8 (sam-
ple 2), and 21.6 eV (sample 3). According to our esti-
mates, the energy of surface plasmonsfor diamond, E, is
equal to 21.2 + 0.3 eV. From the experimental data on the
CEELSs, thequantity E,;wasestimated to be 23-25eV [2—
4]. The reasons for the discordance between our calcu-
lated values of E,s and E,, and the experimental data
[2-4] may be as follows. The positions of the most
intense peaks in the spectra of -lme~t and —Im(1 + €)*
are commonly believed [1, 5, 6] to correspond to the
plasmon energies, and our calculations of E,, and E,
are based on this correspondence. The determination of
the spectra of these two optical functions from the
experimental data on CEELS is an intricate problem,
whose solution requires making various simplifica-
tions, approximations, and calibrations. In [2-4], the
spectra of —Ime= and —-Im(1 + &) were not extracted;
instead, the energies E,; and E,, were determined
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directly from the experimentally measured CEELs W.
This inevitably introduced some errors into the values
of E,s and E,,, obtained by this method. Therefore, our
data on the energies of volume and surface plasmons
for diamond are likely to be more correct.

Let us briefly consider other features of the CEEL
spectra. The longest-wavelength doublet in €, at about
7.5 eV is aso observed in the spectra of —ime~* and
—-Im(1 + €)%, but hereit is shifted to a higher energy by
~(0.05-0.1) eV. The transitions occur upon transverse
excitation in €,(E) and upon longitudinal excitation in
the CEEL spectra. Hence, the difference in the position
of the doubl et between the spectraindicated above sug-
gests that there is alongitudinal—transverse splitting of
transitionsin diamond, equal to AE = 0.05-0.1 V.

Instead of the most intense, very broad peak at about
11.8 eV ing,(E), avery wide, weak plateau is observed
in the range 8-12 eV in both the CEEL spectra. At the
same time, the very weak band at about 23.5 €V in
&,(E) manifestsitself asan intense peak at about 22.4 eV
in the spectrum of —-Ime~L. The specific nature of these
spectrum features can be discussed in terms of band
models and metastable excitons [11-13]. This will be
done in another paper, where the fine structure of the
€,5(E) spectrum will be considered.

From the reflection spectra for the three samples of
diamond, we calculated, for the first time, the number
of valence electrons ng(E) involved in transitions up to
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the given energy E, and the spectra of €4(E) (Figs. 1d,
le).

Long-wavelength absorption in diamond is due to
indirect and direct transitions with Ej; = 5.47 and Ey, =
7.02 eV, respectively, at 295 K [6]. The quantity ng(E)
steeply increases, starting from 7 eV, and becomes
equal to about 1.5 at 11.8 eV (the position of the prin-
cipal peak of €,); then it increases slowly to a value of
25-3a 30eV.

The spectrum of e«(E) issimilar in shape to that of
ngt(E). At E< 7 eV, g4 isequal to unity, then it steeply
rises to about 2.8 at ~13 eV, and then it increases to
about 3.3 at 30 eV, showing no saturation. According to
the definition of €4(E), the permittivity for very long
wavelengths, g, should be roughly equal to ; for very
high energies.

In [14], the reflection spectrum of diamond was
measured in the range 200610 eV and ng(E) was
crudely estimated from this spectrum in the range from
zero to 900 eV. According to [14], all valence electrons
(ng = 4) will beinvolved in transitions when the energy
E exceeds 200 eV. This correlates well with our result
that ng(E) and €4(E) reach their saturation values at
energies much higher than the limiting value of the
energy (~40 eV) for which our calculations are per-
formed.

CONCLUSION

In this paper, we more correctly determined the bulk
and surface characteristic electron energy loss spectra
in the range from 7 to 40 eV, as well as the spectra of
the effective number of valence electrons involved in
transitions. Also, more correct values of the energies of
volume and surface plasmons were obtained.
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Abstract—The two-frequency nuclear quadrupole resonance method is used to determine the relaxation time
for all single-quantum transitionsin aquadrupol e spin system with many energy levelsfrom the results obtained
for asingletransition, which isimpossible in a one-frequency method. The accuracy isthe same asin the mea
surement of relaxation time in the case of one-frequency pumping of the transition chosen as the “basis” The
results of measurements are presented and determination of relaxation constants for KReO, and NaReO, as
well as ShCl; and SbBr; and their complexes at various temperatures with the help of the two-frequency NQR

method. © 2000 MAIK “ Nauka/Interperiodica” .

The study of relaxation processes in a quadrupole
spin system with many energy levels by a one-fre-
guency NQR method presumes separate pumping of
each transition and determination of relaxation con-
stants. Thisisadifficult technical and analytic problem
involving the recording and analysis of al the curves
described by multi-exponentia functions.

In this paper, we consider the possibility of deter-
mining the relaxation constants for all single-quantum
transitions in a multilevel spin system under two-fre-
guency pumping.

In the case of separate one-frequency pumping of
each transition in a multilevel spin system, the time
Topone) Of transverse relaxation in a rotating reference
frame (RRF) is determined asin [1]:

0 2T Y
2p(one) T(Zi)+_|_(li);

wherei = a, b, ... is the number of atransition being
pumped, and T and T{" are the transverse and longi-
tudinal relaxation times of this transition, respectively.

In the case of two-frequency pumping (see Fig. 1) of
two adjacent transitionsin amultilevel spin system, the
envelope of the echo signal, which is obtained by vary-
ing the time interval 1,, decreases with the time con-

)

Stant T(Zig(twg) of transverse relaxation in the RRF.

L et us consider two cases: (1) The pumping pulseis
supplied at the lower transition, and the observation of
the echo signal amplitude is carried out at the upper
transition (Fig. 1a). (2) The pumping pulse is supplied
at the upper transition, and the observation of the echo
signal amplitude is carried out at the lower transition
(Fig. 1b).

The duration t,, of the pumping pulse is associated
with transition saturation and detuning required for
observing an echo signal in the RRF in the case of two-
frequency pumping of a multilevel spin system. In this
case, H,t,, is constant and has a definite value for each
transition in a specific multilevel spin system.

The transverse relaxation time in the RRF at the
upper transition, in the case of two-frequency pumping

(a)
wa H]Cl
1

0 t
" _UL

: |

0 1] 1, t

(b)

w(l

: |

0 T 1, t
(L)b Ij]]b

1
0 t.b t

w

Fig. 1. Pulse program of two-frequency pumping of amul-
tilevel spin system: (&) pumping pulse at the lower transi-
tion, observation of the echo signal at the upper transition,
and (b) pumping pul se at the upper transition, observation of
the echo signal at the lower transition.
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654

ZOLOTAREV et al.

Table 1. Resultsof measurementsand cal cul ation of relaxation constants for 18 18’Re nuclei in KReO, by the two-frequency
NQR spin-echo method

| sotope Transition Frel\q;lul_?gcy, TempeKrature, Top(two) HS Top(one) MS To(one)s S Ti(one) HS
18506 1/2-3/2 28.312 296 144 105 66 260
3/2-5/2 56.600 296 104 143 100 250
185p6 1/2-3/2 29.386 77 1063 378 200 3400
3/2-5/2 58.746 77 380 1080 630 3800
1876 1/2-3/2 26.825 296 185 115 70 320
3/2-5/2 53.626 296 115 184 130 315
1876 1/2-3/2 27.839 77 715 215 110 4300
3/2-5/2 55.651 77 215 722 390 4900

Table 2. Results of measurements and calculation of relaxation constants for 18> 8’Re nuclei in NaReO, by the two-fre-

quency NQR spin-echo method

- Frequency, | Temperature,
| sotope Transition e'\q;l HZCy pK Topwoy US| Top(one)s MS To(one) US T1(one)s S
185 12-3/2 44997 296 99 78 50 180
Re
3/2-5/2 89.949 296 77 96 68 168
185 12-3/2 48.628 77 562 175 90 3000
e
3/2-5/2 97.207 77 175 568 310 3400
187 12-3/2 42.600 296 100 72 45 180
Re
3/2-5/2 85.167 296 73 104 70 200
1877 12-3/2 46.024 77 648 323 170 3300
e
3/2-5/2 92.010 77 318 630 360 2500

Table 3. Results of measurements and cal culation of relaxation constants for 12 123Sp nuclei in SbCl; by the two-frequency
NQR spin-echo method

| sotope Transition Fre'\qjluk?gcy, TempeKrature, Top(wo) HS Top(one)s MS To(one)s HS Ti(one)s HS
121, 12-3/2 58.162 294 725 441 270 12
3/2-5/2 112.60 294 437 716 520 115
121, 12-3/2 59.730 77 1633 861 440 21.0
3/2-5/2 114.34 77 856 1614 850 16.0
123g 1/2-3/2 37.415 294 576 376 220 1.30
3/2-5/2 67.776 294 373 569 370 1.23
123g 3/2-5/2 67.776 294 806 569 370 1.23
5/2-7/2 102.78 294 573 815 600 1.27
123g, 1/2-3/2 39.093 77 2189 1341 700 16.0
3/2-5/2 68.640 77 1328 2155 1175 13.0
123g, 3/2-5/2 68.640 77 3315 2155 1175 13.0
5/2-7/2 104.46 77 2140 3280 1900 12.0
PHYSICS OF THE SOLID STATE Vol. 42 No. 4 2000
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according to the program depicted in Fig. 1a, is given
by

T = 21 @
2p(two) — T(Za) + Tg-b)v

while at the lower transition (according to the program

in Fig. 1b) thistimeis

2TOTY

e T—r (©)
T(Zb) + T(la)

(a) —
T2p(tw0) -

The transverse relaxation times in the RRF under
one-frequency and two-pumping of a multilevel spin
system satisfy the conditions

(a) — T1(b)
T2p(one) - T2p(two)’

(4)

(b) (a)
T2p(one) - T2p(two)'

Taking into account expressions (1), (2), and (4), we
can write

(b) (a)
1@ = _Topwo i
2 - (b) (b) !
2Tl - T2p(two) (5)
(b) ()
(a) _ T2p(two)T2

1 - (@ ()
2TZ _TZp(two)

while taking into account expressions (1), (3), and (4),
we obtain

(@ (a)
70 = Toptwoli
@_ 1@
2Tl - T2p(two) (6)
(@ (b)
® - _T2pewolz
L7 o) @
2T2 _TZp(two)
The transverse relaxation times Tgi,)(one) and

TS oney IN the rotating reference frame in the case of

one-frequency pumping are determined from the
known data on the basis of formula (1), while for two-

frequency pumping, the times T(Zapl))(one) and T(Z%)(one) are
measured experimentally.

Tables 1-9 contain the results of measurement and
calculation of relaxation constants for KReO, and
NaReO, as well as SbCl; and ShBr; and their com-
plexes at various temperatures by using the two-fre-
guency NQR method.

Let us consider the results obtained for one of the
samples in greater detail. We assume that no echo sig-
nal is observed under one-frequency pumping at the
1/2-3/2 transition in KReO, (resonance ®Re, v, =
28.312 MHz, J=5/2, T =296 K). We need to determine

the transverse relaxation time TS, the longitudinal
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Table 4. Results of measurements and calculation of relax-
ation constants for 12 1235 nuclei in SbBr-a at 77 K by the
two-frequency NQR spin-echo method

Iso- Transi- Frequency, T2p(two)7 T2p(one)v T2(one)a Tl(one)a
tope | tion MHz Us VS Hs us
1/2-3/2| 50.263 850 318 | 160 | 24.7
121Sb
3/2-5/2| 99.416 316 849 | 440 | 120
1/2-3/2| 31.200 | 1165 416 | 220 | 20.0
123Sb
3/2-5/2| 60.143 421 | 1070 | 600 | 5.0
3/2-5/2| 60.143 | 1438 | 1070 | 600 | 5.0
123Sb
5/2—7/2| 90.583 | 1043 | 1388 | 840 | 4.0

Table 5. Results of measurements and calculation of relax-
ation constants for 121 1235p nuclei in SbBry-B at 77 K by the
two-frequency NQR spin-echo method

|so- Transi- Frequency, | Top(wo): | T2pone): | T2(one)s | T1(one):
tope | tion MHz Us Us Hs Hs
1/2-3/2| 49.302 690 671 | 340 | 25.0
121Sb
3/2-5/2| 94.944 661 680 | 350 | 12.0
1/2-3/2| 31.989 899 649 | 330 | 20.0
123Sb
3/2-5/2| 57.085 646 894 | 460 | 16.0
3/2-5/2| 57.085 | 1196 894 | 460 | 16.0
123Sb
5/2-7/2| 86.723 880 | 1096 | 580 | 10.0

Table 6. Results of measurements and calculation of rel axation
constants for 2% 1235h nuclei in 2SbCl; - CgHg a 77 K by the
two-frequency NQR spin-echo method

Iso- Trgnsi— Frequency, T2p(two)a T2p(one)v T2(one)v Tl(one)v
tope | tion MHz us Us Hs Hs

1/2-3/2| 59.604 710 417 | 210 | 26.0
lleb

3/2-5/2 | 117.60 411 695 | 360 | 10.0

1/2-3/2| 60.008 635 418 | 210 | 37.0
lZle

3/2-5/2 | 116.24 413 633 | 320 | 120

1/2-3/2| 37.113 | 1712 358 | 180 | 31.0
123Sb

3/2-5/2| 71122 358 | 1163 | 880 | 15.0

3/2-5/2| 71122 | 2393 | 1163 | 880 | 15.0
123Sb

5/2—7/2 | 107.20 1570 | 2206 | 1300 7.3

1/2-3/2| 38563 | 1222 299 | 150 | 43.0
1235b

3/2-5/2 | 69.980 299 | 1215 | 620 | 30.0

3/2-5/2| 69.980 | 1746 | 1215 | 620 | 30.0
123Sb

5/2-7/2 | 106.11 1139 | 1595 | 900 7.0
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Table 7. Results of measurements and calculation of relax-
ation constants for 121 1235p nuclei in 2SbCl; - C;oHg at 77 K
by the two-frequency NQR spin-echo method

Iso- Trans.' Fra:]uenCYv T2p(two)v TZp(one)’ T2(0ne)v Tl(one)v
tope| tion MHz Us us Hs Hs
L1g, 1/2-3/2| 59.460 | 1558 358 | 180 | 30.0
3/2-5/2| 118.94 350 | 1412 | 800 | 6.0
123g, 12-3/2| 36.099 | 3897 691 | 350 | 27.0
3/2-5/2| 72.176 689 | 3834 | 2100 | 22.0
123g, 3/2-5/2| 72176 | 3174 | 3834 | 2100 | 22.0
5/2—7/2| 108.26 3498 | 2940 | 1900 | 6.5

Table 8. Results of measurements and calculation of relax-
ation constants for 2% 123Sp nuclei in 2SbBr; - CgHg at 77 K
by the two-frequency NQR spin-echo method

|so- TI’QI’ISi- Frequency, T2p(two)v T2p(one)a T2(0ne)a Tl(one)a

tope | tion MHz s Us us Us

121 1/2-3/2| 50.730 594 318 | 160 | 30.0
Sb

3/2-5/2| 96.441 315 581 | 300 9.0

123 1/2-3/2| 33.562 710 456 | 230 | 26.0
Sb

3/2-5/2| 57.810 454 705 | 360 | 17.0

123g, 3/2-5/2| 57.810 1084 705 | 360 | 17.0

5/2—7/2| 86.162 703 | 1080 | 560 | 15.0

Table 9. Results of measurements and calculation of relax-
ation constants for 2% 123sh nuclei in 2SbBr; - C;gHg at 77 K
by the two-frequency NQR spin-echo method

Iso- Trgansj- Frequency, | Tapwoy: | T2p(one)s | T2(one)s | Ta(one)s
tope| tion MHz us Us V] Hs
1/2-3/2| 50.136 877 317 | 160 | 17.0
121Sb
3/2-5/2| 100.45 316 872 | 450 | 14.0
1/2-3/2| 30.650 | 1548 456 | 230 | 24.0
123Sb
3/2-5/2| 60.945 451 | 1500 | 800 | 12.0
3/2-5/2| 60.945 | 1441 | 1500 | 800 | 12.0
1238b
5/2-7/2| 91.478 | 1500 | 1411 | 800 6.0
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relaxation time T$" , and the transverse relaxation time

T(le)(one) of this transition in the RRF from the data

obtained for the 3/2-5/2 transition (resonance *°Re,
v, = 56.600 MHZz).

Using formulas (2), (4), and (5), we obtain T3’ =
65, T(ll) =251, and T(le)(one) =105 us.

Let us now suppose that no echo signal is observed
in the case of one-frequency pumping at the 3/2-5/2
transition (resonance ®Re, v, = 56.600 MHz). In this

case, we can determine TS, T, and TS g for this

transition from the data obtained for the 1/2—3/2 transi-
tion (resonance ®Re, v, = 28.312 MHz).

Using formulas (3), (4), and (6), we obtain T =
100, T(lz) = 250, and T(22p)(one) =143 ps.

Thus, the formation of quadrupole spin echo in the
rotating reference frame under two-frequency pumping
of two adjacent transitions makes it possible to deter-
mine the relaxation times for all single-quantum transi-
tions in a multilevel spin system. The results obtained
for one transition can be used to determine the relax-
ation parameters of al the remaining single-quantum
transitions. The accuracy of the determination depends
on the accuracy of measurement of the relaxation time
of the transition used as the “basis.”
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Abstract—A study is reported of photo- and thermally induced changes in the optical absorption and photo-
conductivity spectra of Bi;,SiO, crystals in the 0.5-3.5 €V spectral interval, and of the temperature depen-
dence of optical absorption for temperaturesfrom 80 to 600 K. An analysisismade of the electron redistribution
processes between the shallow and the deep donor and acceptor levels by invoking the configurational coordi-

nate model. © 2000 MAIK “ Nauka/lnterperiodica” .

Photorefractive crystals of the Bi;,MO,, sillenite
family (BMO, M = Si, Ge, Ti) exhibit optically or ther-
mally induced effects associated with changes in opti-
cal absorption and photoconductivity.

The BMO responsein the 0.5-3.4-eV spectral range
can be conveniently characterized by dividing the pho-
ton energy range into two regions, E; = 2-3.4 eV (A)
and E, = 0.5-2 eV (B). lllumination in the A region
induces the photochromic (PC) effect, i.e., the appear-
ance of additional-absorption bands[1-6] and the onset
of impurity photoconduction (IPC) [1, 7-9]. Light in
the B region causes a partial suppression of the PC
effect [1, 2], a short-term quenching of the photocon-
duction, and an increase of the diffraction efficiency
when recording holograms in the A region [10, 11].
Heating to ~500 K resultsin thetotal suppression of the
PC effect [1-7] and of (IPC) [1, 11], and for T <300 K,
one observes activation and guenching of photocon-
ductivity inthe Aregion [11, 12].

The common features in the conditions for photoex-
citation and for the optical and thermal suppression of
IPC and the PC effect, suggest that these phenomena
areinextricably linked. It may be conjectured that they
are accounted for by the same electronic transitions and
charge transfer processes, for instance, by those of the
type deep level—conduction-band—deep level. It does
not, however, appear possible to get a clear understand-
ing of the problem from the incomplete available data
on the PC effect and IPC obtained in different experi-
mental conditions.

The centers making up adeep level are usually asso-
ciated with BiO; complex ions bound to M-cation
vacancies [1] or with an antisite Bi substituting for the
M cations in the oxygen tetrahedra [2—4, 13]. Accord-
ingly, there is no consensus on the nature of the PC
effect. It is believed that it is induced by the transition
of the BiO; ions to a metastable state (through many-
phonon nonradiative recombination transitions) [1] or
by a change in the charge state of the Bi ions [2-4].

Impurity photoconduction is associated with a change
in the population of the gap levels[1, 7] and the redis-
tribution of recombination flows between fast and slow
recombination centers [11].

One should take into account that the PC effect and

impurity photoconduction can involve deep levels with

essentially different thermal (E, ) and optical (E;
ially diff hermal (E.") and optical (EZP)

activation energies characteristic of Bi,SiO,; (BSO)
crystals [14-16]. The difference between the E." and

Egp is due to the electron—phonon coupling, whose
high efficiency in silleniteswas demonstrated in studies
of Raman scattering [17], photoluminescence [18], and
edge optical absorption [19, 20]. Information on these
centers can be obtained by investigating the “response”
of the optical and photoelectric properties of sillenites
to thermal action. While the temperature dependences
of the optical absorption of sillenites have recently been
attracting interest [5, 6, 17, 21-24], they still remain
poorly studied.

In thiswork, we study the optical and thermal effect
on the optical absorption and photoconductivity of
BSO crystals and put forward an interpretation for the
induced phenomena within a common phenomenolog-
ical model.

1. EXPERIMENTAL

We studied BSO crystals grown by the Czochral ski
technique. Thetotal content of the residual impurity did
not exceed 10-3 wt %. The samples prepared for optical
measurements were polished platesd = 5 and 0.2 mm
thick with (001)-oriented large faces, and the photocon-
ductivity was studied on planar samples with 0.7-1-mm
spaced Ag electrodes fired at 780 K into the (001) sur-
facein vacuum.

The spectra of optical absorption o(E) and photo-
conductivity Ac(E) were obtained within the photon

1063-7834/00/4204-0657$20.00 © 2000 MAIK “Nauka/Interperiodica’
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energy region E = 0.5-3.5 eV. The optical transmission
t(E) was measured with a Specord M40 and Specord
NIR61 spectrophotometers with 5-10-K steps within
the T = 85600 K range. The photoconductivity mea-
surement technique is described elsewhere [11]. The
Ao (E) dependences were obtained at T = 90, 150, 290,
and 360 K. The absorption spectra were corrected for
reflection in the way thiswas donein [23].

The PC effects and impurity photoconduction were
excited with a 400-W xenon lamp provided with an
E. . = 2.9-eV interference color filter, and the duration
of illumination was 300 s, because this time was long
enough for the PC effects to saturate.

Prior to measurements, the samples were heated in
the dark in air up to ~800 K. All operations with the
samples were carried out in weak red light to reduce
uncontrollable photoexcitation to a minimum.

2. RESULTS AND DISCUSSION
2.1. Sationary Spectral Characteristics

TheB region is characterized by afairly good corre-
lation between the positions of the peaks and thresholds
inthe optical absorption a(E) and stationary photocon-
ductivity Ao(E) spectra. Given that the BSO-crystal
photoconductivity is n type, we believe that these posi-

tions identify the energy of optical activation Egp of
photoactive optical transitions from donor-type local
levels. In the A region, the absorption maximum at the

shoulder (Eg’p = 2.9 eV) adjoining the fundamental
absorption edge and the broad peak of the impurity

photosensitivity (ES” = 2.5 eV) do not coincide, thus

implying the existence of nonphotoactive optical tran-

sitions (Fig. 1). The values of Egp, both new and agree-
ing with the data found by other authors, are presented
in[11].

The Ao(E) and a(E) spectrarespond to an increase
of temperature in somewhat different ways. Within the
85-280-K interval, the photoconductivity and absorp-
tion, on the whole, increase, except for the E< 1.0 eV
region, where the photoresponse decreases. The com-
ponents of the Ac(E) spectra undergo an intensity
redistribution to make the broad impurity photoconduc-

tivity peak at ES” = 2.5 eV dominant. The a(E) spectra
retain their shape, but the structure E < 1.5 eV levels
off. Within the T = 280-300-K interval, the a(E) spec-
tra exhibit a transformation, namely, the absorption in
the E < 2.5-eV region drops dramatically whileincreas-
ing for E > 2.5 eV, with the photoresponse decreasing
throughout the spectral range studied (Fig. 1). Further
increase of temperature is accompanied by a growth of
near-edge absorption and adrop in the photosensitivity.
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2.2. Induced Absor ption and Photoconductivity

The spectra of the PC effect, Aa”(E) = [aPE) —
a(E)]/a(E), and of the impurity photoconduction,
[AGPY(E) = [AcPE) — Ao(E)])/Ac(E), normalized
against theinitial, stationary spectra, exhibit thefollow-
ing features. The maximum values of AaP'(E) are
observed to occur in the region of the broad peak of sta-
tionary impurity photosensitivity, where the increase of
the induced photoconductivity is smallest (Fig. 2a). At
the same time, the IPC is the largest either in the B
region (low temperatures) or near the long- and short-
wavelength absorption edges (T > 280 K). One clearly

sees here alevel structure ES” the values of which are
in agreement with those derived from stationary photo-
conductivity spectra (Fig. 2b). At room temperature,
one observes a substantial photoconductivity growth
near the absorption edge.

Spectra of thermally induced absorption Aa™(E) =
(a™(E) — a(E))/a(E), normalized against the absorp-
tionat T=85K, aredifferent in thetemperature regions
T,<280K and T, > 280 K. In the T, region, they com-
bine the features characteristic of the AaP"(E) and
AGP"(E) spectra. Inthe T, region, the thermally induced
edge-absorption band is similar in position and struc-
ture to the IPC band, and the thermal bleaching band
coincidesin position with the photochromic band in the
AaPY(E) spectrum (Fig. 2c).

Interestingly, the spectra of photo- and thermally
induced increments of optical absorption coincide to
the smallest of margins (below T < 300 K), and the
near-edge IPC spectra correlate with the spectra of
near-edge thermally induced absorption for T > 300 K
(Fig. 2). We aso note that AaP(E), Ac™"(E), and
Aa™(E) spectra have no bands characterizing new opti-
cally or photoelectrically active centers, with thermal
and optical external action affecting only the relative
contribution of the available centers to the resultant
spectra.

2.3. Temperature Dependences of Optical Absorption

The a(T) dependences measured in the A and B
spectral regions are dightly different. On separating
three temperature intervals AT, = 80—-280-300) K,
AT, = 300400 K, and AT; = 400-500 K, we note that,
as the temperature is increased, the slow growth of
absorption in the A region alternates with its sharp step-
wise falloff, while in the B region the absorption grows
in steps (Fig. 3a).

The temperature spectra da/dT(T) obtained by dif-
ferentiating the a(T) dependences stress certain fea-
turesinthethermally induced change of absorption. We
note, in particular, that the a(T) dependences obtained
for the boundary photon energies (E ~ 2 €V) inthe AT,
interval are similar to those for the A region of the spec-
trum, and in the AT, and AT, intervals, to those for the
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B region. It also appears of interest that the extrema in
the da/dT(T) dependences (Fig. 3b) coincide in posi-
tion with the maxima of the thermally stimulated cur-
rents [1, 25-27]. Impurity absorption is determined by
the electron population of the local levels n, and the
cross section of their photoionization ¢, namely, a(T) ~
(T)n(T). Hence, this correlation implies that the ther-
mally induced population variation of n(T) determin-
ing the gjection of free carriers into the conduction (or
valence) band plays amajor part in the formation of the
o(T) and da/dT(T) dependences.

3. APPROXIMATION OF THE TEMPERATURE
DEPENDENCES OF OPTICAL ABSORPTION

The a(T) and da/dT(T) dependencesfor deep levels
in the A spectral region can be described based on the
observation that cooling a BSO crystal to ~80 K is
accompanied primarily by thefilling of relatively shal-
low trapping levels by electrons, while the deep levels
considered here (donor levels with athermal activation

energy E." < EJP) are empty (Figs. 1a, 1b). As the
crystal is heated, the shallow levels empty, the retrap-
ping of free electrons by the deep levels givesriseto an
increase of absorption in the corresponding a(T) band,
and the subsequent incremental drop in absorption is
caused by the thermally induced emptying of the deep
levels.

To approximate the a(T) dependence, we use the
solutions to the coupled kinetic equations for the free
€electron concentration in quasi-steady-state conditions
[28]:

N EL
ng = 'N—tC Nt €XP E_k_?llg

T -1
NioNeS VT E;h :
x{“f N, TR

TOl

(D

.
g W g '
n, = Ttu)tntoexp{—ﬁ—IB—TtexpE—k—_T_,%jT , (2
r
T02

where N, isthe density of statesin the conduction band;
N;; isthe concentration of ith shallow donor centers; ny,

and E;h aretheinitial electron concentration and ther-
mal activation energy, respectively, of the ith shallow

donor levels; n, and Ezh arethose of the deep levelsin
guestion with concentration N, and trapping cross sec-
tion §; § and T, are the recombination cross section and
recombination time, respectively, of the centers with
concentration M; B isthe heating rate; v istheelectron
thermal velocity; and 1, and w, are the trapping time and
trapping rate coefficient, respectively, of free electrons
on deep levels.
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Fig. 1. Stationary spectraof (a) photoconductivity, logAc(E),
and (b) optical absorption, Ina(E), of Bi;1,SiO,g crystalsmea-
suredat T=85K (g 1; b, 1) and 280K (a, 2; b, 2).

The ny(T) dependence describes the free electron
concentration in the course of the emptying of shallow

levels with different values of E;h under bimolecular-
recombination and intense-retrapping conditions. The
existence of bimolecular recombination in the AT,
interval is evidenced by studies of the temperature
dependences of photoconductivity [11, 12] and of its
relaxation time[29]. The ny(T) dependences character-
ize electron gection into the conduction band from

deep levels with one value of Elh ; this gjection occurs
within a narrow temperature interval and the recombi-
nation time remains practically constant (monomolec-
ular mechanism of recombination).

Further, we assume that, in the course of the empty-
ing of shallow levels, thekinetics of electron concentra-
tion variation at deep centers is dominated by the
retrapping of free carriers and can be described by the
relation

dCn) _n,

dt T, )

where 1, = U(N, — n)Svy = 1/(NSvy), because the fill-
ing of the deep levels proceeds dowly and n, < N,. The
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AaPh/a

Ac*Vo

Aa™a

Fig. 2. Normalized spectra of (a) photoinduced photocon-
ductivity, Aoph/Ao(E), (b) photoinduced absorption,
Aaph/a(E), and (c) thermally induced absorption,
Aa™a(E), of Biy,SiOy crystals measured at T= 85K (a,

1; b, 1) and 280K (a, 2; b, 2), and after a heating to 200 K
(c, 1) and 350K (c, 2).

solution to equation (3) for linear heating, T = Ty, + f3t,
can be written as

'n_ A0 th.S. ;PD_L__}_% @
N N D Sr Nio LkTg KT

whereweset nfi = 3’ no;i=1,23 4 EL' =0.2,
0.36, 0.4, and 0.46 eV (in accordance with [1, 11, 12]);
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In the stage of thermally induced emptying of deep
levels, the concentrations of the electrons trapped by
them and of the free electrons are related through [28]

2 Th

n(T) _ (Ea

n—tO B(tw) nz(T) eXpDkT 1 ©)
Taking relation (2) for ny(T), we set T, = 160 K and
WT/BT, = 1072 (the latter equality isvalid in the case of
dow recombination, T, > T1,). The experimentaly
observed peak in the temperature dependence of the
photoconductivity relaxation timein BSO [29] implies
a considerable increase of the recombination time near
300 K.

By combining (5) with (4), we come to the temper-
ature dependences of n(T) = n(T) + ?n(T) normalized
against the initial deep-level filling ny, which correlate
with the experimental dependences a(T) obtained for

the deep levels with an optical activation energy E<° <
1.7 eV (Fig. 3a). In an early stage of heating, the corre-
lation can be improved by using in (3) the expression

nt:%ZSiex

which is valid for bimolecular recombination in the
case of weak trapping on shallow levels. Wesak trapping
is well founded for the high degree of initial shallow-
level filling considered here. For deep levels with

Egp > 1.7 eV, the correlation between the approximat-
ing and experimental a(T) relations can be improved
by taking into account the temperature dependence of
the photoionization cross section {(T) ~ T-°° (Fig. 3a).

The a(T) dependences in the B spectral region are
dominated by photoionization of the acceptorsthat com-
pensate the donor levels. The approximating expressions
for this case are similar to those derived in [22, 23].

0 Eap
pD_kTD (6)

4. CONFIGURATIONAL COORDINATE
DIAGRAM

The relation between the photo- and thermally
induced effects can be interpreted by taking into
account the strong coupling of electronic transitions
with phonons by means of the configurational-coordi-
nate diagram (Fig. 4). In Mott's adiabatic approach,
these coordinates Q denote the radius of a defect pro-
ducing local lattice distortions, as well as the potential
energy E(Q) of the crystal—defect—electron system. The
diagram is based on the Franck—Condon principle and
on the concept of the equilibrium state of a system,
reached under strong electron—phonon coupling, where
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Fig. 3. Experimental (a, 1, 2, 3) and calculated (g, 1, 2'; b,
1, 2, 3) temperature dependences (a) of optical absorption
a(T) and (b) of its temperature derivative da/dT(T) in the
absorption bands of Bi1,SiO,q crystals with various values

of Egp (eV):1.64(a 1,1;b,1),1.85(a 2,2),2(b, 2),and
3.17 (a 3; b, 3). Curveb, 1 is shifted downwards (along the
da/dT axis) by 0.012 cm™K ™.

vibrational quanta are imparted to the lattice faster
than the energy obtained under photoexcitation can be
reemitted [30, 31].

The energy of a system with an electron in the con-
duction or valence band is represented by parabolas
E,(Q) and E(Q). Both bands are centered at Q = Q, =0,
because in these states the electrons are del ocalized and
are described by Bloch functions. Next, we introduce
two types of centers: relatively shallow, with energies
E,(Q) and E,(Q), and deeper ones with E;(Q). The lat-
ter can also reside in metastable states Eg(Q) and,
besides, they can exist in their own excited localized
[EA(Q) and E5(Q)], [Eo(Q) and Eyo(Q)] and delocalized
[Es(Q)] states. The presence of ionized acceptors is
taken into account by the E;(Q) curve.

The diagram is constructed by the following rules:
(1) The shift of the minimain the E;(Q) potential curves
(i=3,4,5,and 10) along the E axis, isin direct relation
to the electron binding energy with the shallow, deep,
and acceptor centers, i.e., itsdecrease indicates aweak-
ening of the electron—phonon coupling and an increase
of the extent of electron delocalization. (2) The optical
absorption band width is proportiona to the distance
along the Q axis between the minima in the E(Q)
curves between which transitions occur. The energies
of the optical and thermal activation of the shallow and

deep centers (EX° and EL") and the thermal activation

energy Ei for the trapping cross section (thermal -acti-

vation barrier for nonradiative transitions) are defined
as this is done in [16]. The electron—phonon coupling
constant S (the Huang—Rhys factor) for center-bound
electronsis determined by the magnitude of the Stokes

shift AE- . = 0.5(ES” — EL") = Shw, where fiw is the

o (b) ()
Llf N T 3 42
\ N \\ N . Elo 2 g
AR A | o
(a) - 7 _Eg i jeh
0 34 //I / ] 12 Q-‘b
100 é Y, Eg <L
200 4 / L &
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Fig. 4. (a) Model spectrum of a thermally stimulated current, (b) configurational coordinate diagram for Bi;,SiO,q crystals, and
(c) model spectraof (1) stationary optical absorption o (E), (2) photoconductivity AG(E), (3) photoinduced absorption Aa”(E), and
(4) photoconductivity Aoph(E), measured at T ~ 80 K. The coordinates of the grid vertical lines correspond to the energies Egp of
the electronic transitions specified in the configurational diagram.
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vibrational energy quantum. We use photolumines-
cence data [1, 32] to set AE-_ = 0.9-2.0 eV. Turning
now to deep centers associated either with Bi ions sub-
dtituting for Si in the oxygen tetrahedra or with the
BiO,; molecular ions, we take the LO phonon energies
of the BSO phonon spectrum, because they correspond
to the vibrations of these structural elements [33]. We
come to the estimate S = 6.7-10.2, which dightly
exceeds the value of S obtained for such semiconduc-
torsas GaAs, ZnS, and ZnSe [31, 34, 35].

This diagram permits a general description of opti-
cal absorption and photoconductivity spectra, aswell as
of their photo- and thermally induced variations. For
instance, at T=80K, thea(T) dependencedisplayedin
Fig. 1 by curve 1 derives from transitions (shown by
arrows in Fig. 4b) from shallow and deep centers and
ionized acceptors to the conduction band, intracenter
transitionsin the centersresponsiblefor the deep levels,
and transitions from the density-of-states tails of ion-
ized acceptors (curve 1 in Fig. 4c). Increasing the tem-
peratureto Ty, = 100 K and T4 = 200 K, which cor-
respond to the maxima of a thermally stimulated cur-
rent, results in a depletion of the shallow centers with

thermal activation energies EL} ~ Ty @10 Exp ~ Tomax
(Fig. 4d). This entails an electron transfer to deeper
centers and, accordingly, to a thermally induced color-
ing of BSO crystals (see Fig. 2¢, curve 1). At the higher
temperature T, corresponding to the peak of the ther-
mally stimulated current, deep levels with a thermal

activation energy ELb ~ Tane = 300 K start to eject

electrons. This corresponds to the thermal bleaching of
BSO crystals (curve 2 in Fig. 2¢). The same processes
govern the a(T) and da/dT(T) dependences (Fig. 3).

The photoconductivity spectrum Ac(E) in the B
region correlates with the a(E) spectrum, whereas in
the A region, only photoactive transitions from the deep
center to the delocalized excited state Eg(Q) contribute
to Ac(E) (Figs. 4b, 4c). As the temperature increases,
the photoconductivity varies in a more complex way
than the absorption does, because, in addition to the
changeinthefilling of the shallow and deep centers, the
temperature dependence of the recombination time has
an effect in this case [11]. Therefore, one could hardly
expect the responses of the AcP"(E) and a(E) spectrato
an increase in temperature to correlate. We note only
that for T > T3, theincrease in optical transmission of
acrystal isaccompanied by adrop in its photosensitiv-
ity (Figs. 2a, 2¢).

Photoexcitation in the B region givesrise not only to
an additional filling of both shallow and deep centers
[curves E,(Q) and E,(Q) in Fig. 4b], but it also transfers
the deep centers to a metastable, nonphotoactive state
[curve Eg(Q)]. This accounts for the difference in posi-
tion between the main maxima of the normalized spec-
tra AGP"(E) (impurity photoconductivity) and Aa(E)
(photochromic effect) (Fig. 4c). At T=300 K, photoex-
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citation does not transfer the emptied deep centers to
the metastabl e state, and the | PC and PC spectra exhibit
only the contributions dueto the additional filling of the
thermally emptied levels (Fig. 2a).

The photochromic effect in BSO crystalsisthermally
suppressed by thermal ionization, a T = Ta,,, Of the
filled ground-state deep centers and thermalization of

electrons (with an activation energy Ei) from the meta

stable state of the deep centers, a process that increases
the degree of ionization of the acceptors (the temperature
steps in the rise of absorption of the type of ionized
acceptor—conduction band correlate with those of the
absorption decay in the A spectral region, Fig. 3a).

Thus, the totality of the results obtained can be
accounted for by using the configurational diagram
proposed in this work and taking into account the con-
siderable difference between the therma and optical
activation energies (the large electron—phonon cou-
pling), the existence of ground and metastable deep-
center states, as well as the intracenter optical transi-
tions. The above configurational diagram also alows
another important conclusion, namely, that the models
of the local gap-level energy structure (similar to those
proposed in [1]), which were obtained by a straightfor-
ward combination of activation energies found by ther-
mal-activation and optical spectroscopy, are apparently
not appropriate for the sillenites.
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Abstract—Mechanically polished plates of natural diamond of the lla and la types were investigated by the
microwave photoconductivity (MW PC), conventional (direct-current or, more precisely, low-frequency) pho-
toconductivity (LF PC), and optical-absorption techniques. It is shown that the polycrystalline structure of the
samples and high spatial inhomogeneity of the impurity defect distribution provide differencesin MW PC and
LF PC spectra. It isassumed that nonequilibrium holesin theilluminated diamond are trapped by the crystallite
boundaries, while free electrons “ oscillate” within the crystallites during their lifetime. The influence of chem-
ical and mechanical treatment on the LF and MW PC isdemonstrated. © 2000 MAIK “ Nauka/Interperiodica” .

Conventional (virtually low-frequency) photocon-
ductivity (LF PC) provides one of the most important
tools for the investigation of defects in semiconductors
and dielectrics [1, 2]. The approach, unfortunately,
demonstrates significant disadvantages when it is
applied to the research of diamond. First of all, no tech-
nique of the ohmic contact formation has been devel-
oped for crystalswith thei- and n-type conductivity up
to now. Another drawback originates from the sensitiv-
ity of the LF PC spectra to the applied voltage [3].
Therefore, the investigation of photoconductivity in
diamond calls for contact-free, non-destructive meth-
ods, one of which, for instance, implies using micro-
waves [4].

The present work is aimed at revealing the depen-
dence of MW PC gpectra in the wavelength range
A = 200-250 nm on the mechanical treatment of the
diamond surface and on impurity defectsin the crystal.

1. EXPERIMENTAL TECHNIQUE

The samples tested in our experiments were
mechanically polished plates of diamond of the Il1a and
latypes. Thefirst contained nitrogen in the A form with
aconcentration of N, = 3 x 10'® cm3, the second con-
tained the same concentration of the A form and, addi-
tionaly, the B1 form of nitrogen (Ng; = 3 x 10%° cm).
The samples weighed 0.09-0.11 carats and had dimen-
sions 8 x 5 x 0.5 mm. Prior to the measurements, the
plates were etched in a mixture of K,Cr,O; + H,SO, +
H,0, then cleaned in boiled distilled water and dried in
air. The experiments were conducted at room tempera-
ture.

To measure MW PC, the sampleswere positioned in
a potential antinode of the éectric field of a wave

Eqexp(—wt) with a frequency of f = w/21m = 9.6 GHz,
which corresponded to the central position in a rectan-
gular cavity of the H; type. The amplitude of the elec-
tric field in the empty cavity E, = 100 V/cm was esti-
mated from the experimentally found value of the qual-
ity Q = 1100 and the feeding MW power P = 26 mW,

using the equation E, = ./2QP/(we&,V) [5]. Here,
V=1 cm?isthe portion of the cavity volume that con-
tainsthe bulk of the el ectric component of the MW field
and g, = 8.85 pF/m is the permittivity of vacuum. The
nonequilibrium charge carriers were excited by the
light of a xenon arc lamp (1 kW power) transmitted
through a MDR-12 monochromator and modulated
with a frequency of 300 Hz. The sample plates were
exposed to the exciting light aternately from both
sides. The intensity of photoexcitation was kept at a
level that allowed us to neglect the skin-effect and the
reflection of MW radiation from the free carrier plasma
in the sample. The reciprocal quality value for the cav-
ity with a sample, when the illumination was out, was
taken as zero level of the MW PC signal. The MW PC
signals were recorded in the synchronous detection
mode. The amplitude of the electric field inside the
sampleis given by theratio Ey/e,, wheree, = 5.7 isthe
dielectric constant of diamond. The microwave radia-
tion power P, absorbed in the cavity, when the sample
volume V; is exposed to the exciting light, is given by

Pa

_ 1Edf 3, = Ak
= 2060 J’Reo(r)d r=
Va

where Reo(r) isthereal part of the local photoconduc-
tivity, Aistheilluminated area of the sample, L/a(A) is
the depth of free-carrier excitation for the wavelength A

1063-7834/00/4204-0664%$20.00 © 2000 MAIK “Nauka/Interperiodica’
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Fig. 1. Typical photoconductivity and transmission spectra measured (a) in the type Il a diamond (Np = 3 x 1018 cm‘3) and (b) in
the type la diamond (N = 3 x 108 cm™, Ng; = 3 x 10 cm™). Curves 1 and 2 are MW PC spectra obtained in a diamond plate
with both sidesilluminated (spectral resolution AA = 2.4 nm); here and below, the MW PC spectra are normalized to the number of

exciting quanta; curve 3 is the transmission spectrum (AA = 0.3 nm); and curve 4 is the LF PC spectrum in arbitrary units.
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Fig. 2. MW PC spectra of atype |la diamond sample prior (1) and after (2) the chemical etching in K,Cr,0O7 + H,SO4 + H,0 and
subsequent surface polishing with the corundum powder (14 um grain diameter). The spectral resolutionisAA = 1.2 nmfor curve 1 and
AN = 0.5 nm for curve 2. Curve 3 represents the scaled up spectrum 1.

corresponding to the fundamental absorption in dia-
mond, Reo isthe average of thereal part of the conduc-
tivity induced by exciting light with the absorption con-
stant a(A).

The LF PC was measured using a 25 W deuterium
lamp. The externa voltage applied to aquadag elec-
trodes on a diamond sample amounted to 50 V (Ey. =
100V/cm).
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The absorption (transmission) spectra in the sam-
ples were measured by a spectrophotometer
(SPECORD-M40).

2. EXPERIMENTAL RESULTS AND DISCUSSION

2.1. The typical photoconductivity and absorption
spectraare shown in Figs. 1 and 2. Asis seen, the MW
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PC and the LF PC spectra differ drastically in the spec-
tral range 200250 nm.

(1) The LF PC spectra of natural diamond of types
la and l1a do not ook the same, but are typical of these
materias [6, 7], while their MW PC spectral depen-
dences are almost identical.

(2) The LF PC decreases with the exciting light
wavelength in the range A = 223-220 nm, while the
MW PC increases in the same range (see Figs. 1a, 1b).

(3 Chemical etching of diamond samples in
K,Cr,0; + H,S0O, + H,0, mechanical polishing with
corundum powder (14 um), consequent cleaning in
boiling water and drying in air result in an increase of
MW PC by more than one order of magnitude (Fig. 2).
However, the same treatment of the surface of a dia-
mond sample causes a short circuit during LF PC mea-
surements, either immediately after connection of con-
tacts, or when the exciting light wavel ength reaches the
range 225-235 nm (in a sweep from longer wave-
lengths to shorter ones).

2.2. Let us consider the first peculiarity mentioned
in Subsection 2.1. It is known that natural diamond is
an extremely inhomogeneous material [7, 8]. More-
over, the structure of type Il crystals (and of other dia-
mond crystals close to thistype) is build of grains. The
sizes of these grains (crystallites) L typically belong to
the range 1-100 pm, and their orientation mismatch
angles may be as large as 1° [8]. Let us discuss the
effect of the factors mentioned above on the MW and
low-frequency PC.

It was experimentally shown that the exposure of a
semiconductor crystal to high-energy particles creates
intrinsic radiation defects, which resultsin ashift of the

Fermi level in the band gap to an energy Ef indepen-
dent of impurities and irradiation conditions [9].
According to calculations [9], the Fermi level position

in diamond is limited by Ef = 0.4E; (with respect to
the top of the valence band), where E; = 5.5 eV isthe
gap width in diamond at a temperature of 300 K.

Let us assume that at the boundary between two

crystallites the Fermi level position Ef is determined
by defects of the same type, asin the case of the severe
high-energy particle exposure. At the sametime, in the
bulk of an undoped diamond crystal, the Fermi level is
close to the middle of the gap. Therefore, the surface
states at the boundaries will be charged positively,
while the bulk of a crystallite will be charged nega-
tively. Such a double electrical layer creates an energy
barrier for the conduction band electrons [10]. The
height of the barrier at the crystallite boundary is
=0.1E,, which is much higher than the average thermal
energy of electrons 3ksT / 2. Illumination of the sample
in the photoconductivity experiments creates nonequi-
librium holes, some of which are trapped at the bound-
ary of acrystalite, and the same number of free elec-
trons is “locked” inside the crystallite and oscillates
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during their lifetime, which resembles oscillations of
an electron within the F-center in the lattice of NaCl.

L et us describe the conductivity of a single crystal-
lite in terms of the Drude and Lorentz models and then
consider the MW PC in polycrystalline diamond [1, 2,
11, 12]. We assume that the mean free path of an elec-
tron is much shorter than the crystallite size L and the
lifetime 1, is much longer than the quasi-momentum
relaxation time ...

According to the Drude model, the real part of the
conductivity of a crystallite depends on the MW fre-
guency w = 21f as[11]

Reop, = LZ , 2
1+ (wty)

where gy, = ent/m, is the DC conductivity, e is the
absolute value of the electron charge, m. = 0.48m, isthe
effective mass of an electron in the conduction band of
diamond, n is the concentration of nonequilibrium con-
duction electrons in an “average’ crystalite, 1. =
U,m/e= 102 sis the average quasi-momentum relax-
ation time of conduction electronsin a crystalite, i, =
2000 cm?/ (V s) [13] is the electron mobility at a tem-
perature of T = 300 K (we keep in mind that the MW

field E,. = Ey(g, +/2) = 13 V/cm does not heat elec-
trons).

According to the Lorentz model, the equation of
motion of a conduction electron within a crystallite
under the action of the MW field is given by

d2X dx 2 eEo .
-——tz + T—C it + WX = — . exp(—l (,Ot), (3)

where x(t) is the displacement of the electron with
respect to the center of the crystallite along the electric
component of the MW field, wy, isthe natural frequency
of oscillations of the nonequilibrium electron in the
crystallite before its recombination with a hole at the
boundary.

The frequency wy, can be estimated using an oscilla-
tor model inwhich the quasi-elastic force applied to the
electron in the direction to the center of the crystallite
is proportional to the displacement of the electron from
its equilibrium position and to the elastic constant k;

thus, we have w, = /k/m,. We assume the displace-
ment amplitude to be L/2, which means that the elec-
tron either reflects from the crystallite boundary or
recombines with a hole. Applying the virial theorem
[14] to the harmonic oscillator, which states that the
average potential energy and the average kinetic energy
are equa, we obtain k(L/2)?> = 3kgT. Hence, w, =

(2L) /3kgT/m,.

Solving equation (3) gives the current density
endx/dt and the real part of the conductivity for the
crystallite, according to the Lorentz model [12],

No. 4 2000
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(w/1,)’

(w2 — %)+ (wiTy)?

Reo, = 0y

(4)

Substituting Reo, and Reg; into (1), we arrive at
the conclusion that, at afrequency of f = 9.6 GHz, small
crystallites (L < 1.5 um) do not contribute to the MW
PC (see Fig. 3). Asis seen, the MW absorption by non-
equilibrium electrons in the crystallite (P,) does not
practically depend on the frequency f at L > 7 um. At
the same time, the Drude model predicts the indepen-
dence of the MW absorption on the crystallite size L in
the frequency range 0.3-300 GHz (with the proviso
that the average crystallite size L ismuch larger than the
mean free path).

It is worth mentioning that the observed peculiari-
ties of the MW PC look similar to the size effect [15],
but, in our case, they are of another nature. The size
effect arises when the doubled amplitude of conduction
electron oscillations 2a = pE,/f in the electric field
alternating with a frequency f exceeds the crystallite
size L, so the electron trgjectory does not fit the room
available, 2a/L = 1. If transitions of the conduction
electrons between crystallites are hampered due to
interface barriers, the electrons spend a portion of the
oscillation period squeezed to the crystalline bound-
aries and absorb no energy from the MW field. As a
result, the power density of MW radiation absorbed in
the sampl e decreases and turns out to be lower than that

predicted by the Drude model, 0,.E;/(2¢7) =

04 E>. /€. The condition fL < p,E,. gives that, in the

case of our MW PC measurements, the size effect can
only be observed for the crystallite sizesL < 0.03 pm.

The crystalline boundaries do not manifest them-
selves if L > 7 um. The MW PC values and spectra,
according to the Lorentz model, turn out to be the same
as for amonocrystal sample. In LF PC measurements,
the presence of crystallites givesrise to the polarization
of diamond. The polarization level depends on the posi-
tion of the electrodes and the relationship between the
bulk conductivity and the conductivity in the bound-
aries between crystallites [16].

Experimental datawe obtained for the mechanically
polished natural-diamond plates and epitaxial diamond
films substantiate the proposed model. We correlated
the level of the MW PC in the samples illuminated in
the spectral range above the fundamental absorption
edge and the spectra of cathodoluminescence (the elec-
tron beam diameter =1 mm, the acceleration voltage
10 kV, the current 6 pA). We found, that specimens
demonstrating free exciton luminescence in the spec-
tral band near 235 nm showed the maximum level of
the MW PC. At the same time, a number of samples
demonstrating a maximum MW PC signal did not
reveal any free-exciton luminescence. This can be
explained in terms of the theory of theinternal photoef-
fect [1, 2]. It says that nonequilibrium carriers of the
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Fig. 3. Absorption of MW power by conduction electronsin
adiamond sample (P,) calculated using equation (1). Curve 1

shows the result of Re op/oy. calculations according to the
Drude model for 1= 5 x 107 5; curves 2 and 3 are data for
Reo| /o4 obtained by the L orentz model for polycrystalline

diamond (L = 7 and =1.5 pum for curves 2 and 3, respec-
tively).

opposite charge are spatially separated at the crystalline
boundaries, which excludes the creation of excitons.

Contrary to the data obtained for natural diamond,
we found that polycrystalline diamond films reveal no
MW PC signal when band-to-band light absorption
occurs, even if the free-exciton luminescenceisintense
compared to that for natural diamond specimens. The
theory of the internal photoeffect [1, 2] failsto explain
this fact. At the same time, according to estimations
derived from (1), (2), and (4), the observations men-
tioned above may be explained by thefact that the aver-
age crystallite size L does not exceed 1.5 um. Indeed,
the natural frequency of oscillations of nonequilibrium

electrons inside the crystalite wy = (2/L) ,/3kgT/m,

exceeds w = 21f = 60.3 GHz inthe case of L < 1.5 um
and the absorption of MW radiation does not occur.

The results of [17] indirectly confirm the proposed
model. In [17], a growth of the conductivity in poly-
crystalline diamond films (L = 10 um, aquadag elec-
trodes) wasobserved at T = 300 K with an increase of the
electric field frequency according to the law Reo [1 f5,
where s= 0.6, in the range f = 10>-10* Hz. This result
agrees with estimations of Rea, from (4) (see aso the
graphsin Fig. 3).

Let us compare data presented in Figs. 1a and 1b,
taking into account high spatia inhomogeneity of
impurity defectsin natural diamond [7, 8]. The cathod-
oluminescence research using defocused electron
beams reveal ed highly inhomogeneous spatial distribu-
tion of B1 defects in type la diamond. The B1 defects
are platelet structures parallel to the (111) plane. They
contain nitrogen and show | R absorption in the spectral
bands centered at 7.5, 8.5, 9.1, 9.9, and 12.8 um. The
local lifetime of nonequilibrium electrons t,, and their
mobility (quasi-momentum relaxation time 1) are also
inhomogeneous, they are lower in regions containing
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B1 defects compared to domains with the perfect crys-
tal structure.

If the excitation depth in diamond 1/ a(A) is much
more then the average crystalite size L, then the homo-
geneous illumination of a plate resultsin different con-
tributions to the MW PC from crystallites without B1
defects (index 1) and crystalliteswith B1 defects (index
2), their ratio being equal to [18]

P Z(Kvlllnl'[nl)j
B = : ©)
z (KValn,Th2)
I

where H, Hno, Tra, Tnp @€ the mobilities and stationary
lifetimes of nonequilibrium electrons in the two kinds
of crystallite; V;; and V, are the volumes of crystallites,
and coefficients K; and K take into account the contri-
butions from crystallites j and |, respectively, to the
MW PC according to equation (4); their contributions
are different depending on the crystallite size along the
direction of the electric MW field. At T = 300 K, we
have K, =0if Lj < 1.5um, K;=1if L; =7 um, and 0 <
Ki<1lif 1L.5<L;<7pum.

It followsfrom (5), that crystallites with amore per-
fect structure (index 1) dominate in the resulting MW
PC disregarding their location. If P, > P,,, the MW PC
values become the same as in crystals free from Bl
defects, i.e., asinthetypella crystals (compare Figs. 1a,
1Db).

The processes associated with the charge carrier
transport from one electric contact to the other affect
the results of LF PC measurements on diamond sam-
ples with Bl defects. The resulting photocurrent
depends on the mobility and carrier concentration
everywherein the region between the el ectrodes; more-
over, it is influenced by the particular location of
domains of different photoconductivity and by the pres-
ence of boundaries between crystallites. The graphsin
Fig. 1b, for instance, illustrate the case of a series
arrangement of domainswith and without B1 defectsin
the resulting LF PC circuit.

Thus, thefirst of the differences between the LF and
MW PC spectra indicated in Subsection 2.1 can be
explained by the inhomogeneity and polycrystalline
structure of type Il natural diamond (and other materi-
alscloseto thistype) and to the absence of polarization
effects in MW PC measurements for crystallite sizes
L>7um.

2.3. Let us consider the second and the third distinc-
tions between the MW and LF photoconductivity spec-
traindicated in Subsection 2.1. They are: a growth of
the MW PC level (by one order of magnitude) after pol-
ishing of diamond with the corundum powder (see
Fig. 2), and the impossibility to observe LF PC signals
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in the same diamond samples after the same surface
treatment.

To elucidate the nature of these distinctions, we also
applied some other methods of the diamond surface
treatment preceding MW PC measurements [19-22].
They were: chemical etching, thermal treatment in air
(200-500°C, 1 h), and ion etching. All the treatments
did not lead to an increase in the MW PC signal. The
etching with Ar* ions (1 keV, 1 min), in particular, not
only reduced the signal level but alsoresultedinanirre-
versible change in the MW PC spectrum. Such aresult
of the treatment could be caused by the precipitation of
components of the etching solutions and etching prod-
ucts on the sample surface [20, 21] (in the case of
chemical and thermal treatment), or could be attributed
to an increased number of defects (in the case of ion
etching). These peculiarities of the MW PC could aso
origin from the negative affinity of the diamond surface
to electron (electron absorbs the energy of the MW PC
field being either inside or above the sample).

Thus, we come to the conclusion that the second and
third differences of the MW and LF photoconductivity
spectraindicated in Subsection 2.1 can be explained by
different sensitivity of these two techniques to the con-
dition of the sample surface.

To sum up the results described, we note that the
investigation of the same diamond plates by MW PC
and LF PC methods results in different photoexcitation
spectra in the wavelength range A = 200-250 nm. The
differenceinthe MW and L F photoconductivity of type
la and typella diamond crystalswas explained in terms
of amodel of the MW PC taking into account peculiar-
ities of the mation of nonequilibrium electronsin poly-
crystalline samples. It follows from the model devel-
oped in this paper, that at T = 300 K the presence of
crystallites of asize L exceeding 7 um does not influ-
ence the results of MW PC measurements (f =
9.6 GHz), while the crystallites sized below 1.5 um do
not contribute to the MW PC. The chemical and
mechanical surface treatment was demonstrated to be
crucial for the results of MW and L F photoconductivity
spectroscopy in diamond.
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Abstract—The metastable optical absorption in additively colored BeO crystalsis studied. It isfound that the
optical absorption isinduced by transitions between the excited triplet and singlet states of an F-center. © 2000

MAIK “ Nauka/Interperiodica” .

The formation of F-centers in BeO crystals under
chemical hesat treatment in beryllium vapor (additive
coloring) was proved in our earlier work [1]. Detailed
studies of the optical characteristics of an absorption
band at 6.5 eV and luminescence bands at 4.9 and
3.4 eV alowed us to establish their relation to the sin-
glet—singlet and triplet—singlet transitions in an F-cen-
ter [2]. The optical anisotropy of absorption and lumi-
nescence of F-centers in hexagonal BeO crystals [2]
was explained by the splitting of excited states in the
crystal field of the C;, symmetry.

In this work, the data on the metastable optical
absorption in wide-gap oxides are obtained for the first
time. The metastable optical absorption arises upon
optical transitions of an electron that relaxes into the
lowest-lying excited triplet state of the F-center.

The experiments were carried out with BeO single
crystals, which were grown from a solution of beryl-
lium oxide in the sodium tungstate melt by V.A. Maslov
and were then additively colored in beryllium vapor at
T = 2200 K according to the procedure described in[1].
Optical measurements in the range 1-5 eV were per-
formed at temperatures of 80-600 K on a setup of
pulsed adsorption spectroscopy with a nanosecond tem-
poral resolution (7 ns) [3]. The excitation was achieved
using aGIN-600 pulsed electron accelerator with thefol-
lowing parameters of electron beam: E = 0.2 MeV,
W= 0.02-0.25 Jcm?, and t;,,, = 108 s. Additional stud-
ies of the optical absorption in the polarized light were
accomplished with the help of a Rochon silica prism.

At 80 K, the kinetics of optical absorption decay in
additively colored BeO crystals at about 3.8 eV in the
time interval t > 50 ms can be described by the super-
position of two exponentia dependences. The first
dominating component has the characteristic decay
time 1, = 740 = 40 ms, which is identical to the decay
time of the luminescence at 3.4 eV due to spin-forbid-
den transitions from the triplet excited state of F-cen-
ters. The second component of the decay kinetics of the

metastable optical absorption has the characteristic
time 1, > 5 s, which strongly depends on the intensity
of the probing light. These trapping centers unstable
toward the light are likely associated with shallow traps
formed by impurities or defects.

In order to elucidate the nature of the first compo-
nent of the metastable optical absorption decay, we
compared the temperature dependences of the ampli-
tude and relaxation time of the optical density of this
component and the temperature dependences of the
intensity and decay time of the luminescence at 3.4 eV
of F-centers (Fig. 1). It is seen that the temperature
behavior of the intensity of the first optical absorption
component (curve4in Fig. 1) agreeswell with the tem-
perature behavior of the intensity of the stationary
X-ray luminescence at 3.4 eV (curve 3inFig. 1) for the
additively colored BeO crystals. The symbate quench-
ing of the luminescence at 4.9 eV due to the singlet—
singlet transitions in an F-center and the luminescence
at 3.4 eV upon photon excitation within the F-absorp-
tion band (curves1and 2in Fig. 1, respectively) reflects
the processes of radiationless filling of the triplet state
from the higher-lying singlet state. Therefore, a
decrease in the amplitude of the first metastable optical
absorption component and adecrease in theintensity of
X-ray luminescence at 3.4 €V in the range 100200 K
are brought about by the radiationless transitions from
the singlet state of the F-center. A similar increase in
the F-luminescence yield and in the optical density
amplitude of the first induced-absorption component at
T > 200 K is caused by an increase in the number of
excited F-centers due to the energy transfer to the
F-centers through the thermoactivated migration of the
autolocalized electronic excitations in BeO [4].

Moreover, the investigation into the temperature—
time characteristics of the relaxation processes of the
luminescence at 3.4 €V and optical absorption revealed
anumber of insignificant differences (curves5and 6in
Fig. 1, respectively). A decreasein the decay of thefirst
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Fig. 1. Temperature dependences of the intensity of (1) luminescence at 4.9 €V, (2, 3) luminescence at 3.4 eV, and (4) metastable
optical absorption of additively colored BeO crystals under excitation with (1, 2) the light within the F-absorption band, (3) X-ray
radiation, and (4) electron beam. Theinset shows the temperature dependences of the decay time of (5) luminescence at 3.4 €V and

(6) metastable optical absorption.
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Fig. 2. The spectra of metastable optical absorption of the excited F-centersat 80 K for the light polarized at (1) E 0 C and (2) E || C.
Solid and dashed lines show the resolution into the Gaussian components.

component of the induced optical absorption begins at
T > 350 K and occurs with the activation energy E, =
0.8 eV. At the same time, a decrease in the decay time
of the luminescence at 3.4 eV isobserved at T > 380 K
and proceeds with the activation energy E, = 0.53 eV.
These differences can be caused by the probing light,
which contributes to an additional decrease in the pop-
ulation of the triplet excited state of the F-center upon
optical transitions.

Thus, the results obtained indicate the metastable
optical absorption of the excited F-centersformed upon
exposure of additively colored BeO crystalsto electron
beam. To interpret the optical transitions in the excited
F-centers, we measured the metastable optical absorp-
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tion spectrawith atemporal resolution in the polarized
light at 80 K. Asisseen from Fig. 2, the spectrum of the
component with a characteristic time of 740 ms con-
sists of two isotropic bands with maxima at 3.8 and
4.3 eV and haf-widths of 0.55 and 0.29 eV, respec-
tively. The decay time of this absorption suggests that
the optical transitions occur from the triplet excited
state of the F-center in BeO. We assumed that these
transitions are realized to the higher-lying singlet
excited states of the F-center. In the study of the anisot-
ropy of F-absorption band in BeO [2], it was revealed
that the singlet excited state of the 'P-type is split into
the 'A; and 'E componentsin the crystal field of the C;,
symmetry. The found splitting is equal to 0.3 eV. This
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value is somewhat less than the separation between the
maxima of two bands of the metastable optical absorp-
tion (0.5eV).

The optical transitions 3P — P between the states
with the different multiplicity are forbidden. This for-
bidding can be partially removed through the spin-orbit
interaction resulting in the mixing of singlet and triplet
states. However, only the states with a certain symme-
try can be mixed. On the basis of the group-theoretic
analysis of the spin-orbit interaction, we earlier consid-
ered the selection rules for radiative transitions from
the triplet excited state—this state is split into the 3E
and 3A, componentsin the crystal field of the C;, sym-
metry—to the ground 'A, state of the F-center in BeO
[2]. A dlight anisotropy of the F-luminescence at 3.4 eV
was explained in [2] by the °E — !A; transitions,
because the 'E state can be mixed with the 'E and *A;
states. The observed isotropy of the bands of metastable
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optical absorption confirmsitsorigin from the 3 — A,

and °E — 'E transitions between the excited triplet
and singlet states of the F-center in BeO.
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states with total spins of 1 and 3/2 for a neutral monovacancy is determined within the ASCF approximation.
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At present, the quantitative description of avacancy
in silicon and diamond in the framework of the many-
electron theory has been obtained by the methods
including correlation effects in the self-consistency
cycle. As arule, preference is given to the local-den-
sity-functional and pseudopotentia calculations [1-3].
The quantum-chemical schemes based on the self-con-
sistent molecular orbital (MO) method were employed
within different approximations for the electron corre-
lation, for example, such as, the X, exchange interac-
tion [4], the perturbation theory for configuration inter-
action (CI) [5], and generalized valence bond method
[6]. For an adequate description of the properties of a
vacancy in silicon, diamond, and other covalent semi-
conductors with the use of the MO method, it is essen-
tial to calculate the multiplet structures of open-shell
highly symmetric atomic configurations, because the
joint inclusion of the electron correlation in the
vibronic coupling isof crucial importance for the above
systems|[7, 8].

A nonreconstructed vacancy has the T, atomic con-
figuration, whereas a reconstructed vacancy adopts the
D,q or C5, configuration. For brevity, these atomic con-
figurations will be referred to as the monovacancy. The
saddle point of the vacancy migration is characterized
by the D5y symmetry, and this atomic configuration will
be designated the split configuration or the semiva-
cancy. The calculation of these atomic configurations
with an open electronic shell requires the employment
of the MO method that goes beyond the single-determi-
nant Hartree—Fock level: it is necessary to obtain self-
consistent spectroscopic combinations of the Slater
determinants for the open-shell terms. Only with this
constraint, there are grounds to obtain the reliable Cl
corrections for the electron correlation, because the
configuration interaction for non-self-consistent MOs

possesses a considerable uncertainty and depends
essentially on the parameters[9].

In this work, we used the restricted open-shell Har-
tree—Fock—Roothaan  molecular orbital (ROHF)
method, which alows calculations of the multiplet
structure composed of self-consistent non-single-deter-
minant terms. Note that self-consistent calculations of
determinant combinations in the framework of the
ROHF method introduce the correction to the intracon-
figurational interaction for the electron correlation. The
required spatial symmetry of termsis determined using
the group-theoretic analysis of the ROHF coefficients
describing the contribution of open-shell MOs to the
direct and exchange electron—electron interactions. The
restricted method, as applied to these calculations,
ensures the spin symmetry of the terms.

The restricted single-determinant closed-shell MO
Hartree—Fock (RHF) method cannot be used at al to
calculate the totally symmetric atomic configurations
of a monovacancy and a semivacancy: the computa-
tions at the RHF level make it possible only to estimate
one of the terms in the multiplet structure by introduc-
ing asmall distortion. For vacanciesin silicon and dia-
mond, this approach leads to an appreciable error that
can be eliminated by the ROHF method.

It should be noted that the quantum-chemical ROHF
method is a complementary tool to the density-func-
tional approach. First, unlike the empirical local-
exchange-functional method, the electron correlation
in the ROHF method is included in ab initio calcula-
tions as anonlocal exchange interaction—the intracon-
figurational interaction at the self-consistency stage
and the interconfigurational interaction in the CI
approximation. Second, the multiplet terms in the
ROHF method can be determined not only by a unified
self-consistency procedure, but, in a number of cases,
with the use of more precise separate self-consistent
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computations (even though not always for al the
terms). Third, on the basis of the known experimental
properties, the ROHF multiplet structure provides a
means of evaluating the ratio of the correlation correc-
tionsfor certain terms.

The am of the present work was to comparatively
evaluate the correlation energies of different multiplet
terms for a neutral vacancy from their (terms) behavior
a different distortions in the case when the filling of an
open shell changes in character. The results obtained for
the correlation energy and other energy parameters asso-
ciated with the Jahn-Teller effect are in good agreement
with agreat number of theoretical and experimental data
for silicon and diamond and can be characterized as
obtained within the one-open-shell approximation. The
ROHF method allowsthe extension to alarger number of
open shells [10], but this requires a substantial increase
in the computational power.

1. SELF-CONSISTENT OPEN-SHELL
CALCULATIONS

The sef-consistent restricted open-shell MO
method (ROHF) based on a universal technique of pro-
jection by electronic-shell density matrices for crystal-
line systems [10] was realized and described earlier in
[11]. Since the computational details are not essential
for the understanding of the present work, only the
ROHF coefficients required for the calculations are
explained below. Similar to the open-shell multiplet,
these coefficients are obtained from the group-theoretic
analysis.

In the model, N, electrons are distributed among a
closed shell consisting of n, MOs designated as a' and
an open shell composed of n, MOs denoted by b', so
that the Roothaan occupation number for an open shell
of agiven configuration is equal to

Ne—2n, <
2n,

The ROHF method makes it possible to self-consis-
tently calculate either the energy of the term or the
Slater diagonal sum of terms [12, 13]. This energy
involves two terms formed according to the Slater rule
from the matrix elements of the one-electron part h and
two-€lectron part g of the Hamiltonian.

Thefirst termin the total energy does not depend on
the distribution of electrons over the open shell, isiden-
tically written for al terms and diagonal sums of the
given configuration, and is equal to the closed-shell
energy plus one-electron open-shell energy and the
energy of interaction between all the closed-shell MOs
and all the open-shell MOs (the last two energies are
proportional to the occupation number f).

The second term in the total energy is the interaction
energy in the open shell and depends on a specific distri-
bution of electrons over the open-shell MOs in determi-

f = 1.
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nants involved in the spectroscopic sum (term), that is,

Ny My

g” = 3 5 [2A,b"|glbb"0- A (b'b"|glb'b]
v (1)

Ny

+5 A bblgbbO
2

The essence of the ROHF method is that the self-
consistent calculation can be carried out only when the
interaction energy (1) takes the form similar to that of
the part describing the closed shell, which is possible if
the coefficient A is equal to zero. Therefore, after the
symmetry selection of determinants into the term, it is
necessary to find itsinteraction energy (1) according to
the Slater rulesand to calculatethe A, A;, and A, ROHF
coefficients. If A, = 0 for the given term, its energy can
be calculated by a self-consistency procedure. Other-
wise, this term should be included in the Slater diago-
nal sum (several sums are possible) with A, = 0. The
energy of each term entering into the diagona sum can
be derived by using MOs of the diagonal sum and the
ROHF coefficients of the given term.

According to the variational principle in the pres-
ence of an open shell, two eectron density matrices
constructed on the LCAO coefficients of closed and
open electronic shells should be computed in each self-
consistency cycle. The Fock matrix in each self-consis-
tency cycleis calculated by the density-matrix projec-
tion with allowance made for the ROHF coefficients
determined for the calculated term or diagona sum
[11]. The eigenvalue problem for the Fock matrix is
solved in each self-consistency cycle, and the total
energy of the term or Slater diagonal sum can be found
upon reaching the specified convergence level.

It should be remarked that the radical difference
from the closed-shell case is not energy modification
(1) with the ROHF coefficients, but the Fock matrix
projection providing an orthogonal set of MOs for all
shells[10]. The projection procedure takes alarger part
of the computer time and considerably increases the
computation time as compared to the closed-shell case.
However, the open-shell computational schemes with-
out projection lead to a nonorthogonal set of MOs,
which complicates the calculations of observables and
requires the elaboration of a special approach to the
determination of the multiplet structure.

2. MULTIPLET STRUCTURES
AND VACANCY DISTORTIONS

An open shell of avacancy consists of either orbital
triplet, or orbital doublet, or one orbital depending on
the atomic configuration. The group-theoretic analysis
of the Slater determinant combinationsis required only
in the first two cases. The results of the analysis per-
formed are presented in the table. The designations of
the terms are obtained by adding the left superscript of
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Multiplet structure and ROHF coefficients for the neutral vacancy in open-shell states with orbital degeneracy

VO configuration t2 Ef = %E A, A¢ A
tg (Ta) p?
A, (m, mm) s T3(tt +' + t")oB 0 _3 0
IE (m) 1p J—é(Ztt — 't — t"t"Yap; 72(tt —t"t")ap: 0 g ;
1 1 L g . +CR 3
T, (0) D N (ap — Bo); 3 - -3
3T 3 i \Fa ) . (]} . (] . 3 3
(O, 00O) P fztt(aB+Ba),ttaa,ttBB,+CR 2 5 0
E; (Om) %(1Al +2 1E+3.1T) g -2 0
" 1 1 1 1 3 1
E, (m0) g (A2 1E+3.1T,+3.°T) 5 0 0
VO configuration € Ef = %E
es, e (D) | €(Cy) €? (Dyq)
1
3Agg (O0) A, (OO) | 3A, (O0O) E ee'(af + Ba); ee’aa; e€"Bp; 1 2 0
B,(C) | -=ee'(ap—pa) 1 2 i
J2
1
A (mm) | A (mm) | A () 7 (e€ +ee’)ap 0 -2 0
iB,(m) | -=(ee-e'e)ap 0 2 4
J2
', m0) | E(mD) 7 [(ee -e'e)op £ ee'(op - pa)] : 0 0
. 1 1 2
E, (WD) 3 (1B + 1A +1By) 3 3 0
" 1 1 1 1 3 1
E, Z(Bl+ A+ By +1-°Ay) > 0 0
. 1 2 2

Note: t',t",t" and € and €" in the Slater determinants are the radial parts of MOs (components of triplet and doubl et representations) in the
configurations; a and  are the basis spin functions. CR indicates that the triplet terms contain the determinant combinations
obtained from the given combination by the cyclic rearrangement of the orbital functions. The terms of the s°p? dominant valence
atomic configuration are presented.

PHYSICS OF THE SOLID STATE Vol. 42 No. 4 2000



676

the spin multiplicity to the symbol [7] involved in the
irreducible representation of the spatial part of MOs.
Here, the determinants are written in the short form as
products of their constituent MOs. Note that the closed-
shell orbitals (the same set for al the terms of a specific
configuration) are omitted, and the orbital and spin MO
components are separated. In addition to the terms, the
table also lists the Slater diagonal sums of the terms,
which have the ROHF coefficients A, = 0 and, hence,
can be obtained by the self-consistent method. Thereli-
ability of the results can be improved with severa
Slater sums by extracting individual terms with the use
of their ROHF coefficients.

Distortions—atomic displacements leading to the
lowering of the symmetry of an atomic configuration—
are classified by the T, group representations for a
monovacancy and the D54 group representations for a
semivacancy. An arbitrary displacement of the nearest
neighbor separated from the monovacancy by the

E‘r%‘ﬂ distance is expanded in norma modes in the

form [§]

(A))[111] + (E, 1)[112] + (E, 2)[110]

_ __ 2
+ (T, 1)[101] +(T,, 2)[011] +(T,, 3)[110],

where the dimensionless nonnormalized modes are
enclosed in parentheses. The first mode—the relax-
ation—is the normal mode corresponding to identical
displacements of the nearest atoms along the [1110]
directions, which does not |ead to the symmetry lower-
ing. The relaxation (A,) for a monovacancy was simu-
lated by the displacement of its four nearest neighbors
toward an empty lattice site, and the relaxation (A,g) for
a semivacancy was modeled by the displacement of the
six nearest neighbors toward two empty lattice sites.

In accord with the vibronic-coupling theory of
orbital electronic MO triplet with modes identified by
two-dimensional and three-dimensional irreducible
representations [8], the minima of the adiabatic elec-
tronic energy are matched by two possible distortions
(with the appropriate removal of MO degeneracy):

(i) the tetragonal distortion with the [001[Bxis

q=(E1)#0,
(E' 2) = (TZ! 1) = (T21 2) = (TZ! 3) = 01 (3)
Td_>D2d1 t2—>e+ b2,
(ii) thetrigonal distortion with the (111[0axis
29 = (T 1) = (T2 2) = (7, 3) %0,
(E1) =(E2) =0, 4
Td_>C3V’ t2—>e+8.1
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It is these displacements determined by the relax-
ation and the sole dimensionless parameter q that were
used in the present work. The g parameter measured
from the distortion axis is the argument in Fig. 1.

In addition to the open-shell statesgiveninthetable,
there are the closed-shell configurations in the states
with a lowered symmetry. For example, tetragonal
distortion (3) splits the MO triplet, and the neutral
vacancy, except the € configuration (see table), can

also adopt the closed-shell configuration b§ with asin-

gle *A; term. This term can be self-consistently deter-
mined by the closed-shell RHF method [14, 15]; how-
ever, the subsequent use of the CI calculation [5] can
appear to be inefficient, because the closed-shell con-
figuration is not treated as a ground configuration
within the Hartree-Fock approximation. As follows
from the performed calculation (see Fig. 1 and the dis-
cussion given below), the B, term of the open-shell

configuration €* has a lower energy, and just this term
should be primarily taken into consideration in the CI
calculations.

The states with one open shell are given inthe table.
For states with two open shells, e.g., for the SAy(Ty)
excited state experimentally observed for the neutra
vacancy in diamond, the ROHF method, even if appli-
cable, requires calculations that are too large (Fock’s
matrices should be projected by three, rather than two,
density matrices). However, it is possible to use the
non-self-consistent approximation known in quantum
chemistry as the ASCF method [10] when the state
sought is constructed as a superposition of the determi-
nants formed by one-electron excitations of the self-
consistent ground state. The Hamiltonian is not diago-
nal for the determinants involved in the superposition,
and the mean energy of the state sought is determined
by the minimization, which is equivalent to the solution
of the eigenvalue problem. Omitting the formulas used
in the formulation of the Hamiltonian matrix, we note
that the matrix elements are written similarly tothe ele-
ments defined by relationship (1), but with contribu-
tions from both open shells (each contribution is char-
acterized by its own occupation number f and ROHF
coefficients) and also with the contribution from the
interaction between open shells. For numerical calcula
tions according to the described scheme, the ASCF
matrix was formalized by two occupation numbers, six
ROHF coefficients for both open shells, and two ROHF
coefficients for the open-shell crossing energy terms,
which were introduced into the program on the basis of
group-theoretic analysis.

3. INDO PARAMETRIZATION
AND QUASI-MOLECULAR LUC MODEL

The ROHF method, as applied to crystalline sys-
tems, has been realized on the basis of the quantum-
chemical semiempirical (INDO) program for closed
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Fig. 1 Multiplet structure of the neutral vacancy in (@) silicon and (b) diamond. The dimensionless parameter g is measured from
the Doy tetragonal (3) and Cg,, trigonal (4) distortion axes. All the levels near the Ty axis correspond to the atomic configuration
of the monovacancy without distortion, and the level marked by asterisk matches the atomic configuration without relaxation. The

D34 axis corresponds to the semivacancy.

shells and the quasi-molecular large-unit-cell (LUC)
model [11, 14, 16]. The choice of the parametrization
procedure was dictated by the computational capability
and experience gained in calculations of the systems
consisting of Si and C atoms. The ROHF method, as
such, in no way involves the parametrization proce-
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dure, and the programs implementing this procedure
can be employed in any method, including ab initio cal-
culations.

The parametrization procedure and computational
features, such as the inclusion of the interaction
between valence electrons and cores and al so the cutoff
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of direct and exchange integrals upon summeation over
the extended Bravais lattice in the quasi-molecular
LUC model, were chosen identical to those used by
Shluger and co-workers in the CLUSTER program
[17]. The lattice sums of the direct Coulomb integrals
and the Hartree sums were calculated with alarge cut-
off radius, so that its further increase led to small vari-
ations. Although the calculation of the Hartree sums
outside the cutoff radius can be refined by introducing
the Madelung correction for the periodic atomic poten-
tial [13], this would be an unjustified increase in the
accuracy for the nonpolar crystals under consideration,
especially, in view of the semiempirical parametriza-
tion level and the restrictions imposed on the model
size and on the number of displaced atoms near the
defect. In accord with the recommendations following
from analysis of the exchange interaction for this crys-
tal model [19], the cutoff radiusfor the exchange lattice
sum was chosen to be equal to approximately one-half
the quasi-molecular LUC trandational vector. The adi-
abatic dependence of the energy on the atomic dis-
placement was cal culated with the constant number of
termsin the direct and reciprocal lattice sums.

The Slater valence AOs of the Si and C atoms were
optimized using the parameters (lattice constant, bind-
ing energy, bulk modulus, and valence band structure)
for silicon, diamond, cubic silicon carbide, and graph-
ite crystals. The optimization technique and the physi-
cal meaning of parameters were described earlier in
[16]. Since that time, the parameters were somewhat
refined and included in alarge number of calculations
of defects and surfaces with broken bonds in the sys-
tems consisting of silicon and carbon atoms.

The wavevectors of MOs in the quasi-molecular
LUC model form a set of k points [20], which coincide
with the centers of the narrowed Brillouin zonesfilling
the crystalline Brillouin zone. All the calculations were
carried out with the symmetrically extended body-cen-
tered quasi-molecular LUC, which contains 32 atoms,
hasthe k set {I" + 125 + 3X}, and well reproduces the
valence band structure in crystals with diamond and
sphalerite structures [16]. As a whole, the semiempiri-
cal INDO parametrization employed for silicon and
carbon atoms is completely determined by the proper-
ties of the above crystals (including the valence band
levels); i.e., in actual fact, the calculation of defectswas
not semiempirical in character.

The point defects form a periodic structure and
interact with each other via the four nearest neighbors
in the 32-atom quasi-molecular LUC model. However,
the interaction is weak for small charges on atoms. In
the case when the defect is charged, the quasi-molecu-
lar LUC charge is trandlated over the entire crystals,
which brings about the physically meaninglessincrease
in the energy. In order to avoid this situation, upon sim-
ulation of the charged state of a defect, the charge of
electrons added or removed from the neutral defect
model was taken with opposite sign and uniformly dis-
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tributed among all cores of the model. For the large
quasi-molecular LUC, this small change in the core
charges is physically equivalent to the shift of the
chemical potentia (the Fermi level of semiconductor).

4. RESULTS OF CALCULATIONS

Figure 1 displays the multiplet structure determined
for the neutral vacancy, depending on the relaxation
and distortions. The self-consistent energies (found as
aresult of the separate ROHF calculation in each case)
of terms and diagonal sums (see table) are shown by
double squares in the T, axis for the totally symmetric
monovacancy and in the D3y axis for the semivacancy.
Single squares near the axes indicate the energies of
terms extracted from the diagonal sums. The same des-
ignations (single and double squares) are used for the
monovacancies with tetragonal (3) and trigonal (4) dis-
tortions. Thetriangles correspond to the energies of the

closed-shell configuration bg , which were calculated at

the RHF level. All the data were obtained at the relax-
ations providing the minimum energy of a given term.
The exception isthe 3T, term marked by asterisk whose
energy, for comparison, was calculated without relax-
ation.

Theterms shown in Fig. 1 by open and full symbols
are classified in two types, which are characterized by
the different structure and, as aconsequence, by the dif-
ferent nature of the correlation correction to the ROHF
approximation: (i) the covalent terms (full symbols),
for which the open-shell MOs are either doubly occu-
pied or empty, and (ii) the exchange terms (open sym-
bols), for which the open-shell MOs are either singly
occupied or empty.

The formation energy E; for the vacancy was deter-
mined from the level indicated by the horizontal dashed
line. Since this energy is calculated by subtraction of
the defect-free quasi-molecular LUC energy within the
RHF approximation, the level should also be specified
by the energy of the closed-shell configuration to obtain
the correlation corrections of the same order. The
results involve the systematic error due to a spurious
interaction between vacancies in the periodic quasi-
molecular LUC model.

For diamond, the formation energy for the vacancy
E[VY] isequal to 5.0 eV, whereas the ab initio calcula-
tion leadsto an energy of 7.2 eV [21], which isin close
agreement with the empirical description of the elec-
tronic properties on the basis of a large number of
experimental data [22].

For silicon, the energy E;[V°] = 3.0 eV agrees well
with the experimental data (3.6 + 0.2 eV [23]).

The systematic error decreases with an increase in
the quasi-molecular LUC size owing to the weakening
of the vacancy—vacancy interaction.

In order to emphasize the importance of the self-
consistency achieved prior to the Cl calculations, let us
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compare the self-consistent multiplet structure shown
in Fig. 1 with that obtained within the empirical model
of defect molecule. The parameters of the empirical
model are the matrix elements of the electron—electron
interaction for open-shell MOs of the vacancy. In par-
ticular, the exchange integral K = [Bb'b"|g|b"b'Ofor the
monovacancy in diamond was determined as K =
058eV in[24] and K=U/4=0.65€eV in[22]. These
values determine the relative energies of terms in the
model of defect molecule. The separate self-consistent
calculations of the terms give different values of the
exchange integral, and the spread in the values is com-
parable to the correation corrections. Upon self-con-
sistent calculations, the other integrals used in the
empirical approximations also become dependent on
the terms.

The effective exchange integral without correlation
correction can be determined within the ROHF

approach from the splitting of the t; multiplet termsfor

the monovacancy. The value close to this integral was
obtained using the MOs of diagonal sums. The K value
calculated in the present work isequal to 0.7 eV for dia-
mond and 0.4 eV for silicon. In the framework of the
density-functional method, the quantity referred to as
the singlet—triplet splitting is determined in a similar
way from the terms of the total Slater diagonal sum.
This quantity accounts for the electron correlation (but
contains the error due to the impossibility of separate
self-consistent calculations of the terms) and is found
to be equal to 0.6 eV for diamond [21] and 0.33[1] and
0.2 eV [21] for silicon.

5. RELAXATION AND RECONSTRUCTION

The main findings characterizing the lattice distor-
tion near the vacancy are asfollows.

(2) Therelative equilibrium values of relaxation and
distortion for vacancies in diamond and silicon are
approximately identical; i.e., the atomic displacements
near the vacancies in these crystals are geometrically
similar, which renders the dimensionless distortion
parameter q [see relationships (3) and (4)] especially
convenient.

(2) For both the neutral VO state and the singly
charged V* states, the equilibrium relaxation is directed
inward and amountsto 21-25% (of the bond length) for
the monovacancies (the spread is observed for all the
terms) and about 16% for the semivacancies. Undoubt-
edly, the magnitudes of atomic displacementsin differ-
ent crystals differ because of different lattice constants
and are equal to 0.53-0.58 and 0.32-0.37 A for the
monovacancies in silicon and diamond, respectively.

(3) The distortions are small compared to the relax-
ation. In the dimensionless form (2), the ratio between
the distortion and relaxation enclosed in parenthesesis
about 20% for tetragonal distortion (3) and about 10%
for trigonal distortion (4). The corresponding magni-
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tudes of atomic displacements in the [1120directions
for the tetragonal distortion are equal to 0.15 A for sil-
icon and 0.11 A for diamond. The tetragonal, rather
than trigonal, distortion is energetically more favor-
able, which is observed in the experiment.

For lack of the experimental data, the theoretical
works disagree on the direction of relaxation near the
vacancy, irrespective of the computational method and
the defect-crystal model. The outward relaxation is
interpreted as a tendency for the first threefold-coordi-
nated neighbors of the vacancy to form the sp? hybrid-
ized flat configurations with the second neighbors. It is
these atomic displacements that were obtained, for
example, by the density-functional method [2] (0.2 A
for diamond), the MO method at theab initio RHF level
[5] (the sum of relaxation and distortion is equal to
0.12A for silicon), and within the valence bond
approach [6] (0.08 A for silicon), even though the sizes
of model clusters used in these calculations differed
considerably: hundreds of atoms in the first case, tens
of atoms in the second case, and the first and second
coordination spheresin the third case. By analogy with
the case of divacancy [25], the outward relaxation can
be referred to as resonant in distinction to the pairing
inward relaxation. The latter relaxation is more prefer-
able with respect to the restoration of chemical bonds
between the first neighbors of the vacancy instead of
broken bonds. These inward displacements of atoms
were abtained, for example, by applying different
methods to the same 64-atom quasi-molecular LUC
model: the density-functional method [3] (0.4 A for sil-
icon—a somewhat lesser value as compared to the
atomic displacement obtained in the present work),
which, in addition, made it possible to reproduce the
experimental energy of formation of the monovacancy
[23], and the semiempirical MO method [26] (0.77—
0.93 A for diamond—alarger value as compared to that
found in the present work).

The relaxation direction (inward) found in the
present work in the vicinity of the vacancy corresponds
to the pairing relaxation mode and agrees in magnitude
with the calculations performed by different methods
for asimilar periodic model. Itis quite possible that the
domination of the pairing relaxation over the resonant
relaxation is associated with the limited basis set of
AOs, which are centered on the atoms and poorly repro-
duce the delocalized unoccupied (virtual) one-electron
states of the conduction band. The discrepancy in the
relaxation directions near the vacancy can be caused by
the fact that the model of perfect crystal, in which the
vacancy is introduced, either does not account for the
initial relaxation or does not reproduce the experimen-
tal elastic moduli. In this work, the models of al the
crystals were optimized with particular care in order to
eliminate this error [16]. A similar preliminary optimi-
zation was also performed in other works dealing with
the pairing relaxation of the monovacancy [3]. The
importance of considering the relaxation in the model-
ing of the structure and processesinvolving the vacancy
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followsfrom the difference between two energies of the
3T, term shown in Fig. 1. These energies were obtained
for the relaxed and unrelaxed atomic configurations of
the monovacancy (the latter value is marked by asterisk
in Fig. 1). Their difference is the stabilization energy
upon relaxation and covers the entire energy range of
the multiplet structure.

The ROHF method allows the self-consistent cal cu-
lation of individual terms and makesit possibleto eval-
uate the error of calculations in which the self-consis-
tency is achieved only for the diagona sum [1, 2, 4].
Single squares to the right and to the left of the T, axis
indicate the term energies extracted from two diagonal
sums E; and E;, which can be obtained for the totally
symmetric monovacancy. By comparing the energy of
the 3T, term separately determined in a self-consistent
way (double squares in the axis) and the energy
obtained from the diagona sum (squares to the left of
the axis), the error of the procedure of computing the
energies of terms from the diagonal sum is estimated at
0.25 eV for silicon and a 0.6 eV for diamond. Both
diagonal sums lead to close values for the T, and E
terms.

6. ELECTRON CORRELATION
AND JAHN-TELLER EFFECT

For the central vacancy in silicon and diamond, the
triplet states (°T, for the totally symmetric monova-
cancy, 3A, for the monovacancy subjected to distor-
tions, and 3A,, for the semivacancy) calculated within
the ROHF approximation lie below the singlet states, as
in the other MO calculations [4]. From the results of
calculationsit followsthat, if the ground state was actu-
ally triplet, this state in silicon would be stabilized by
the Jahn-Teller trigonal distortion 3T,(T,) — 3A,(Cs,)
(Fig. 1a), and, in diamond, the state of the semivacancy,
rather than the monovacancy, would be ground
3Ty(Tg) — 3Axy(D3g) (Fig. 1b).

Itiswell known from the experiment that the ground
state of the neutral vacancy is singlet in both crystals.
In this respect, the potentialities of the MO method in
the description of the vacancy came under criticism. It
was argued [6] that the CI corrections to the Hartree—
Fock MOsare so largethat it is necessary to employ the
valence bond method. This assertion was based on the
calculation of an insufficiently realistic small cluster
model for the totally symmetric monovacancy. More-
over, the authors did not take into account that the dis-
tortion leads to the appearance of such termsinthe MO
scheme that can be characterized by smaller correlation
corrections than the corrections applied to the totally
symmetric states (of course, the revelation of this fact
requires the use of the open-shell method).

This situation is actually realized in the case of the
monovacancy (see Fig. 1). The stabilization of the
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degenerate E term for the totally symmetric monova
cancy dueto the Jahn—Teller effect upon tetragonal dis-
tortion is described by the closed-shell configuration

b§ with a single 'A, term. It is the adiabatic parabola
formed by triangles, which, in the ROHF approxima-

tion, approaches the level of the b§ (*E) term with a
decrease in the distortion. However, in the ROHF
approximation, the whole of the adiabatic parabola of
the 1B, term for the open-shell configuration €* (open

squares) is shifted downward with respect to its bg (*A)
counterpart in the Jahn—Teller splitting and does not

reach the tg (*E) level with a decrease in the distortion.

The discontinuous behavior of the energies of
terms—the components in the splitting of the 'E dou-
blet—is not a computational error, but is the many-
electron effect due to the application of the ROHF
method. Indeed, within the independent electron
approximation, the separation between the e doublet
MOs and thet, triplet is two times | ess than the separa
tion between the b, singlet and the t, triplet, and both
separations are continuous with respect to the distor-

tion. Therefore, the b§ configuration should be energet-

ically more favorable [8] when the distortion direction
correspondsto the b, low-lying level (to theright of the
D,y axisin Fig. 1). The discontinuity in the separation
of the terms within the ROHF approximation demon-

strates that the correlation energies for the tg (*E) and

b§ (*A,) covalent terms are identical to each other and

exceed the correlation energy of the €2(*B,) exchange
term. The true totally symmetric ground state 'E

involves other configurations in addition to the t;

ground configuration. These configurations consist of
two and more open shells and, unlike the ground con-
figuration, are not purely covalent in character. If the Cl
calculations were performed with these configurations,
thiswould provide such acorrelation correction that the
Jahn—Teller splitting would be continuous with respect
to the distortion. Thus, the energy discontinuity
between the covalent totally symmetric term and its
exchange Jahn-Teller component in the ROHF approx-
imation is the correlation energy E,, in the one-open-
shell approximation.

The quantum-chemical rule stating that the MO
methods, without applying Cl corrections, systemati-
cally underestimate the energies of triplet states as
compared to the energies of the singlet states can be
generalized in the following way: Within the ROHF
approximation, the correlation energies of the
exchange-type (both triplet and singlet) terms, like, for
example, the E2(*B,) term for the neutral monovacancy,
are less than those of the covalent-type terms. There-
fore, the ROHF approximation permits one not only to
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independently determine single terms of the multiplet
structure in a self-consistent way, but also to evaluate
the correlation corrections from the behavior of the
terms with a lowering of the symmetry. In the one-
open-shell approximation, the correlation energy of the
'E ground state in the totally symmetric neutral mono-
vacancy is determined by the difference between the
ROHF energies of the covalent and exchange compo-
nents of the Jahn-Teller splitting (E.,,, = 0.5 eV for sil-
iconand 0.7 eV for diamond). This energy for diamond
is in satisfactory agreement with the empirical Cl cor-
rection equal to 0.63 eV for the 1E term [22].

In the ROHF approximation, the energy of the zero-
phonon dipole-allowed optical electron transition, AE,
which was determined from the terms of the totally
symmetric monovacancy as ‘E — T, [8, 22], is
underestimated because of the difference between the
correlation corrections of the covalent and exchange
terms, as discussed above. In the one-open-shell
approximation, the AE valueis determined by the terms
of the € configuration with the tetragonal distortion as
the energy difference 1B, — 'B,. This difference is
shown by the vertical linein Fig. 1 and has the follow-
ing values.

For diamond, AE = 1.8 eV. A good agreement with
the experimental dataisillustrated in Fig. 1b by the ver-
tica segment (along which the AE energy is deter-
mined) whose length is taken to be equal to the energy
(1.673 eV) of the corresponding GR1 band in the opti-
cal spectrum [8].

For silicon, AE = 1.0 eV. Within the accuracy of the
ROHF approximation, this vaue coincides with the
experimental band gap and agrees with the result
obtained by the valence bond method, i.e., AE = 1.32 +
0.54 eV [6], which gave grounds to conclude that the
optical spectrum of the vacancy in silicon isnot observed
because of the overlap with interband transitions.

7. EXCITED STATE WITH SPIN 3/2

The non-self-consistent ASCF approximation was
used for the states with two open shells. In order to
employ this method in calculating the energy of the
SA,(T,) excited state experimentally observed by the
electron paramagnetic resonance (EPR) technique [27]
for the neutral vacancy in diamond, let us choose the
3T, term with appropriate single excitations (see table).
The single excitations of required spatial and spin sym-
metry can be obtained by the transfer of one electron
from the a, MOs of the closed shell to the MOs of the
open-shell triplet

(txt;00) — Z (a,0)(ttzt3'a0a)C, . )
al
Asinthetable, we represent the Slater determinants

in the short form by indicating only the MOs involved
in their construction and omitting all the closed-shell
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MOs. Specifically, in the left-hand side of relationship
(5), we omit al the doubly occupied MOs (a;a,03),
which participate in the formation of the second open
shell in theright-hand side (there are the five thus occu-
pied MOs in the 32-atom quasi-molecular LUC
vacancy model). The components of irreducible repre-
sentations are numbered by primes, and the a and 3
spin parts of MOs are separated from spatia parts.

The minimum eigenval ue of the Hamiltonian matrix
with determinants of the right-hand side of relationship
(5) isthe energy of the °A, state, and the corresponding

eigenvector of the C, coefficients describes the con-
figuration mixture within the ASCF approximation.
With this method, we determined the difference in the
energies of the states with spins S= 1 and 3/2 for the
neutral monovacancy.

For diamond, the difference in the energies of the
5A, and °T, statesis equal to 0.8 eV, which agrees with
the empirical estimate (about 1 eV [27]) made from the
shift of the g factor in the EPR spectrum and with the
theoretical value (0.87 eV [6]) obtained by the valence
bond method. The discrepancy between the aforemen-
tioned data and the empirical estimate (1.6 eV [22]) is
possibly caused by the fact that the latter estimate was
made without invoking the experimental data on the
states with nonzero spin and all the terms were calcu-
lated with the same values of two-electron integrals
(non-self-consistent Cl).

The difference in the energies of the °A, and °T,
states for silicon is equal to 0.7 eV, which, unlike dia-
mond, agrees not so well with asimilar value (0.42 eV
[6]) found by the valence bond method. This disagree-
ment is likely explained by the difference between dia-
mond and silicon in the location of the a; resonance
states of the vacancy in the valence band and its local-
ization, which cannot be taken into consideration in the
framework of the small cluster model used in [6]. The
location of the vacancy resonance a, can be evaluated
from the energies of MOs whose excitations predomi-
nantly contributeto configuration sum (5), i.e., from the
maximum ASCF coefficients. The sguares of these
coefficients (indicating the contribution of the configu-
rations to the 5A, term in the order of the “deepening”
of thea; MO orbital energiesinto the valence band) and
the estimates for the energies of the resonance state of
the vacancy (measured from the top of the valence
band) were determined from the two most important
configurations and have the following values:

, _[53,38,6,31%
o %29, 58,8,4,0%'

_ [E,—(39-4.8) eV for diamond
- EEV—(Z.B—&O) eV for silicon
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which canindicate the larger contribution of crystalline
states to the vacancy resonance in silicon as compared
to diamond.

Therefore, the ROHF method made it possible to
calculate the multiplet structures of highly symmetric
atomic configurations of the neutral vacancy in silicon
and diamond, which isthe necessary condition for ana-
lyzing the electron correlation and the vibronic cou-
pling with the use of configuration interaction. The
ROHF correlation corrections for the intraconfigura
tiona interaction differ in the order of magnitude,
depending on the type of filling of the open-shell MOs.
When the splitting of the highly symmetric term dueto
the Jahn—Teller effect is accompanied by the appear-
ance of the configuration with a different occupation
type, the discontinuity arises in the ROHF multiplet
structure: the adiabatic energy of the split-off term does
not approach the energy of the totally symmetric term
with adecrease in the lattice distortion. The energy dis-
continuity is the correlation energy in the one-open-
shell approximation used in the present work, even
though the method can be extended to a larger number
of open shells.

The difference in the energies of states with spins
S= 1 and 3/2 for the neutra monovacancy is deter-
mined within the ASCF approximation. These triplet
and quintet states being the low-lying excitations play
an important part in the general pattern of physica
properties of the vacancy (the quintet state in diamond
isobserved in the EPR spectrum).
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Abstract—It has been shown that in crystals, near the Fermi resonance of optical excitons, in addition to the
solitons discovered before, such as multi-exciton bound complexes of cusp-, crater-, and dark-type possessing
asingle carrier frequency, amplitude, and envelope, there are nonlinear soliton excitations of a crucialy new,
breather-type. Such periodic soliton oscillations exhibit slowly pulsing amplitudes of high-frequency oscilla-
tions, with the carrier frequency being a multiple of the frequency of pulsations. In accordance with the multi-
plicity, the depth of pulsations defines a series of the carrier frequencies, which are condensed near the basic
frequency of optical oscillations. The spatial dependence of the two envel opes of new solitons of the cusp type
isdetermined. With theincreasein multiplicity, the sharpness of the space envel ope of asoliton decreases, while
the localization radius increases. Some other features of the solitons of new type are listed. © 2000 MAIK

“ Nauka/Interperiodica” .

INTRODUCTION

At present, the experimental and theoretical studies
of nonlinear optical excitations of high-energy and
amplitude—solitons—are performed. Such excitations
consist of bound multi-exciton complexes, which are
formed due to the Fermi resonance (FR) of oscillations,
which gives rise to exciton—exciton interaction of the
third order. When the energy i of excitons of one
type (C) is close to the total energy 2fiwg of two exci-
tons of another type (B), and the BB —— C interaction
takes place, the FR causes a series of features in the
vibration spectra of ionic, molecular, and other crystals
of different structures and dimensions [1]. A typica
value of the vibration energy in the FR is equal to
300 meV for NH,Cl ionic crystals, 350 meV for
LiNbO;, etc. Recently, nonlinear optical oscillations
have been investigated in superlattices of different
types with a predetermined order of monomer layers
(e.g., of organic molecules in PTCDA and NTCDA
superlattices with exciton energies of =2 meV [2]), and
concurrently, new technologies for multilayer lattice
formation are elaborated. Such multilayer lattices hold
much promise for nonlinear devices that are meant for
use in optic computers in the future [2-4]. In [5-7],
attention was called to the important role of the spatia
FR of optical vibrations in adjacent crystal planes,
when the exciton energy #fiwc in one of the planes is
close to the total energy 2wy of two excitons in the
neighboring plane of the interface. In[7], it was shown
that, in some systems such as superlattices, due to the
FR leading to the nonlinear third-order exciton—exciton
interaction, specific mixed BB + C exciton excita

tions—Fermi resonance interface modes (FRIMs)—
may propagate along the interface. Quantum and clas-
sical FRIMs are responsible for the effect of bistability
[8]. In[9-11], it was shown that it is possible to gener-
ate nonlinear soliton excitations of high energy that are
bound complexes of FRIM excitations. In [12-14], it
was shown that the solitons examined in [9-11] are the
only elements of the whole class of soliton excitations
that possess symmetric [12] or antisymmetric [13]
envelopes of different types (cusp, crater, dark). In[14],
it was shown that the solitons studied in [12, 13] may
exist not only in one- or two-dimensional crystal lat-
tices, for example, on the superlattice interfaces, but
also in three-dimensional crystals. Various nonlinear
optical effects associated with the generation of the
solitons found in [9-14] were discussed in later works
[15, 16]. It should be noted that the FR may signifi-
cantly affect the spectra of optical and acoustic mul-
tiphonon vibrations in light-weight metals, such as
beryllium, which are widely used in technology [17].
The investigation of the soliton energy transfer
(~0.5eV) in biological albumen structures is also of
importance [1].

We note that all FRIM solitons investigated earlier
have the same fundamental feature, namely, they are
excitations of the single-frequency type, in which the
intercoupled carrier frequency and the amplitude of
oscillations at this frequency, together with the FR
anharmonism constant, are the only basis parameters
even in the isolated pair of B and C monomers. These
parameters determine the space dependence of theindi-
vidual envelopes of various solitonsin acrystal.
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In this work, it has been shown that, near the FR in
crystals, soliton periodic oscillations of acrucially new
type may be generated with the amplitude—frequency
characteristics being essentially different from those of
the previously described type. These oscillations refer
to breather-type solitons with amplitudes (correspond-
ing to the carrier frequency) pulsing periodicaly in a
certain interval of values and with high carrier frequen-
cies that are multiples of the low frequency of the
amplitude modulation. The breathers are solitons with
a more complex space-time dependence (“breath”)
than in [9, 10] (in continual approximation); they are
intensively investigated in very different fields of phys-
ics. It is of someinterest to study the question of exist-
ence of these breather-type solitons in the FRIM—type
oscillations. In the appropriate temporal Fourier-repre-
sentation, the periodic nonlinear oscillations of such a
type have an infinite set of frequencies. However, in
what follows, wewill use, rather than the Fourier trans-
formation, the exact solutions of the corresponding
nonlinear equations. It is a feature of these nonlinear
oscillations that, at a fixed modulation depth, which
determines the frequency of the pulsations, there is a
series of carrier frequencies condensing near the basic
monomer frequency we [ 2wg. The interaction of
monomers (nonlinear oscillators) causes the formation
of new-type solitonsin a crystal, which, unlike the soli-
tons discovered earlier, are characterized by the same
feature, namely, the presence of low-frequency pulsa-
tions of the amplitude of oscillations with the carrier
(high) frequency, the latter being a multiple of the fre-
guency of pulsations. In acrystal, thisresultsin a space
distribution of the pulsation amplitude and of the pul sa-
tion depth in the soliton tails with the corresponding
space dependence of aready two envelopesfor an indi-
vidual soliton. In this case, a number of features arise
that are associated with the character of oscillationsin
the breather soliton. Among them is the fact that in the
soliton tails the envelope steepness decreases as the
corresponding multiplicity increases; that is, the radius
of the localization of excitations in the soliton
increases.

In what follows, we investigate the oscillations of
this new type, which, according to the shape of their
envelope, should be classified as cusp-type solitons
with the finite negative derivative of the soliton enve-
lope in its center. The investigation of the problem of
crater- and dark-type soliton existence [12—14] is now
faced with serious difficulties due to dramatic compli-
cations in the analytical description of such a type of
oscillations. Thereisno question that, as a devel opment
of the present work, the solution of this problem would
be of a certain interest. In the future, asthefirst step in
thisdirection, it seemsto be necessary to study the non-
linear effects (studied earlier [9-16] for the old-type
FRIM solitons) associated with the new type of solitons
discovered in our work.

PHYSICS OF THE SOLID STATE Vol. 42

DUBOVSKII

FORMULATION OF THE PROBLEM
AND BASIC EQUATIONS

In the case of the optical FR in acrystal system of
monomers, for example, of moleculesin organic super-
lattices, in the site representation of secondary quanti-
zation, the Hamiltonian H of the crystal system takes
the form

H = Hg+Hc+Hipy,

Hg = 3 hwgbiby + 3 Vimbiby,

n n#m (1)
HC = Zhwcc;:cn"' ZVE%)C;CW

n

n#m

Hin = TS [(0) ¢, + ca(by)7].

In (1), b,, ¢, and b, ¢, are the creation and annihila-
tion boson operators of B- and C-type excitonic excita-
tionsat thenth site, e.g., for apair of B and C molecules

on both sides of theinterface; V&, arethe matrix ele-

ments of the intermolecular interaction operator
describing the translation of excitons. In the term of the
Hamiltonian responsible for the FR of oscillations, the
constant I determines the energy of the anharmonic
C-— BBiinteraction of thethird order, and thisenergy
may be aslarge as=1000 cm™. The detailed discussion
of Hamiltonian of thistypeisgivenin[7].

The Heisenberg equationsfor the operatorsb, and ¢,

ifi%1 = —-{H,c,] (2

db, _
i = {H, b, ih;

dt

in the case of the nearest-neighbor interaction, V& © =
Vg, cOn, m+ 1, take the form

. db, .
Iﬁ—d—t— = ﬁwan + VBZ bn+1 + 2r ann,
; (©)
iﬁ%1 = hweC, + VCZ [
1
Usually, to describeintense nonlinear oscillationsin
the case of large occupation numbers at high laser
pumping, a quasi-classical approach is used, in which
all operatorsin (3) are replaced by their average values
b, = B, &, C,, where B, and C, are the correspond-
ing displacements. In this case, equations (3) for aver-
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aged values become [9, 10]

. dB
|hd—t” = thBn+sz By.1+2IB;C,,

(4)

_dC
i dtn=ﬁooCCn+VCZCn+FB§.

TWO-FREQUENCY SOLUTIONS

In [9-16], standing-soliton solutions, i.e., non-shift-
ing solitons, were sought in a one-frequency (simplest,
as it has become clear now) form

Fi215 ¢, = Cexp(-ian). (5)
The substitution of B (t) and C(t) having the time
dependence (5) into (4) and a subsequent analysis of
the nonlinear equations for the B,, and C,, amplitudes
gave the corresponding form for the envelope that had
a one-to-one relationship to the carrier frequency Q.
The basic form of this relation is seen just from the
dependence of the amplitudes B, and C, on Q for an
isolated pair

B,(t) =B n€XP

By = (21 ((Q —2wp)(Q — w)) ¥,
Co = #(4T)H(Q - 20p),
which can be easily obtained from (4).

Itisclear that the solutions of the system (4) depend
on the parameter '/ as on a scale factor, and, that is
why it isnatural to introducethevariablesb,, = (I'/#)B,,
¢, = (I'/A)C,, which have the dimensions of frequency.

(6)

As will be shown later, the nonlinear equations (4)
have another, also periodic, but much more complex
solution describing an isolated B, C pair. For brevity,
we will show here only the structural solving scheme
and the final result, without the full analytical proce-
dure. We present equations (4) for an isolated pair in

terms of quantities bé, Co intheform

db}
Iﬁd_to = 2hwgh; + 4|by|*c,,
de ()
Iﬁd_to = %WeCy + b}
and seek a solution to the first of the equations in the

form

ba(t) = p(t)exp(-id (1)) )
separating the time-dependent modulus and phase of
the quantity bé . Substituting (8) in the first equation in
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(7), we obtain the dependence of ¢, on p and ¢
_ 1dp d¢ O

colt) = ZePMHS G+ F -2 ©

To simplify the fairly cumbersome calculations, we
will assume the FR to be absolute, i.e., W = 2wy
exactly, though, asit is seen from the solution, it is not
crucial. The substitution of (9) into the second equation
in (8) and separation of the real and imaginary parts
lead to two coupled second-order nonlinear differential
equationsfor p and ¢, which, through the proper proce-
dures, are reduced to the first-order differential equa
tionsfor p and ¢

P = 2[8(ps-p)(P-pa)(p+ (pi' +p7) ), (108

do _ , _2PP2 | 2
dt C P Npitpe

In (104), two signs (upper and lower) result from the
associated sguare equation solution, the quantities p,,
p, are the integration constants, which specify the lim-
its of p(t) pulsations: p, < p < p,. The solution of (10a),
intheformt=t(p), is

(10b)

1 T
t(p) = EF(w(D),k), OSISE, (114)
t(p) = T———F(p(p), k), L<t<T, (ilh)
J2q 2

where F(y, k) isthe elliptic integral of the first kind of
the modulus k. The constant g, modulus k, and the pul-
sation period T are defined by the p, and p, values:

q=pi+(pr+p2) .

= PP o 2
k_/q,T J;K(k),

where K(K) is the full elliptic integral of the first kind.
In (11), the function Y(p) is of the following form:

- O
w(p) = arcdn% J el
p+(py +py) U

The time reference is chosen so that at t = 0, the quan-
tity p = p, isminimal and @ = 0, while at t = T/2, the
guantity p = p, is maximal; at the end of the period
(t=T), thevaluesof p repeat thoseat t = 0. We note that
in the first half-period, t(p) in (11a) is taken with the
plus sign, while in the second one, with the minus sign.
Initsturn, using (10a) and taking the periodic nature of
p into account, the phase ¢(t) is determined from equa-
tion (10b) after integrating with respect to p asfollows:

(12)

(13)
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[(2p1 + Po)T(N, W(p), K) — (1 + P2) F(W(P). K)]

¢(p) = wct—

JP1(P1+2py)

_2[(2p1 + )N, W(P). K) —(P1 + P2) F(W(P), K)]

0<t<T/2, (14)

6(p) = wct—[a

In (14), the first relation defines the phase growth with
p increase, while the second one, with p decrease. The
function IM(n, Y, k) is a known tabulated special func-
tion as well, namely, the dliptic integral of the third
kind of the parameter n. This parameter and the quan-
tity J take the following values:

_ P1—P2

T opt2p,
_ 4(2p, +py)MT(n, W2, k)_(p1+p2)K(k)].

JP1(P1+2p2)

The periodic continuation of (14) over the further peri-
ods shows that the phase has a component linear in t,
which is coupled not only with wc, but aso with J,
there with the opposite sign, and, thus, the linear phase
growth takes place during each period T. Therefore, the
carrier frequency Q, which determines the full phase
growth after each period of pulsations of the frequency
w = 217T, isequa to

(15)
J

Q= wc—_%_,
where J and T are specified by (15) and (12), respec-
tively. The complex functional dependencies t(p), or,
inversely, p(t) and ¢(t), given by (11) and (14), may be
significantly simplified in the limit of similar p, and p,
values. At the condition p; — p, < (p; + p,)/2, when
F(Q) = M(Y), the feature parameters take the values

n=0k=0,J=2m1/./3, T="./2/(3(p, + p,)) , and the

time dependence of the modulus and phase take thefol-
lowing, more simple, form:

(16)

o(t) = pl;pz—pl;pzcos(oot),
o) = Qt——P17P2 g, o
(P1+P2)A/3

They give us an idea about the character of the nonlin-
ear oscillations under consideration. We note that it is
the phase oscillating character that is the distinctive
feature of the nonlinear oscillations, in contrast with
usual harmonic beats.

The purely periodic oscillating process takes place
only when the low-frequency pulsation period T is a
multiple of the period 217Q of the oscillations of the
carrier frequency Q

JP1(P1+2p)
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}, TiR<t<T. (14b)

m%ﬂ =T, m=123,....
The substitution of (18) into (16), after simple manipu-
lations, reveals Q and w dependencies upon the multi-
plicity m, namely,

(18)

_ _ 1 O
Qn = ot 1T+ m(2wd)2

1

O = Qe G2

where Q = Q arethe carrier frequencies, and the quan-
tities w,, arbitrarily specify the frequencies w of pulsa-
tions (14). It is clear that Q,, represents the series of
terms Q, < Q, < ... < W, Which concentrate near we
similarly to the series of atomic levels of hydrogen. The
fact Q,,, < w associates with the choice of the integra-
tion constants. A preliminary analysis had shown that at
other values of these constants, at the same time, there
isasimilar high-frequency series Q; > w, but thetime
dependence of the module p(t) differsfrom (11). There
is no question that henceforth, a comprehensive study
of thisfact is necessary. Detail analysis of the presented
relations shows that the multiplicity m, the quantity
X = p,/p, asadepth of pulsations, and, naturally, w are
the basic parameters of the nonlinear oscillations under
consideration. With fixed mand x, by use of (11), (15),
and (19), the quantitiesk, n, J, p, P2, T, Qp, W, CaN be
determined, and then, through the inverse function
t =1t(p), the functions p(t), ¢(t), and c(t). Immediately
from (14), with use of the known élliptic Jacobi func-
tions sn and cn, the direct representation of the function
p = p(t) is also possible, but its analytical form is not
presented here for brevity. It is the outlined algorithm
that was used in our numeric calculations for determi-
nation of t(p), d(p), c(p) with the consequent direct
graphic presentation of p = p(t) and other time depen-
dencies.

(19)

DETAILS OF CALCULATIONS
AND NUMERICAL RESULTS

The above-described oscillations are naturally col-
lectivized. For their investigation, we will use the pro-
cedure that was used before in investigations of the
cusp-, crater-, and dark-type solitons [12-14]. As the
first step, let us consider a one-dimensiona crystal
chain of BC-molecule pairs, and, in the sameway asin
[12], let us study only symmetric standing soliton solu-
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tions. The generalization of the solving procedure for
the case of an antisymmetric solution, and for two- and
three-dimensional crystals, seemsto meet no major dif-
ficulties [13, 14]. Asin [12-14], to reduce the number
of parametersin use, we will supposethat V.= Vg =#v
and that theratio a = |v |/w¢ issmall, as it takes place
for Frenkel excitonsin molecular crystals, wherefiwg =
2x10%cm?, and v | =102 cm . At small a = 1072, the
above-mentioned procedure of a one-frequency solu-
tion search for equation (4), for the case of symmetric
states of the chain of 2N — 1 BC-molecule pairs, led to
a set of N coupled nonlinear equations. In the process,
at smal a and large N, for cusp, crater, and dark soli-
tons, it makes no difference whether the chain being
closed or unclosed due to a steep decline of the space
envelope in the soliton tails. At N = 2, 3, 4, the corre-
sponding equations were solved analytically, and the
solutions thus obtained showed the possibility of cusp,
crater, and dark solitons existing. Then, these solitons
were used as input data for the computer calculation of
soliton envelopes for large N. In doing so, due to small
o, which caused adramatic reduction in the size of the
envelopes in the tails of cusp solitons, the results of
exact calculations might be analytically approximated
using the model of pair of nonlinear BC oscillators suc-
cessively interacting with each other (with the energy
V) without feedback. Such oscillators were assumed to
be of large oscillation amplitudes by, ¢, at thesiten=0
and of small amplitudeshb,, c,=ab,_;, ac,_4, athenth
sites in the tails. Because the amplitudes are small in
thetails, nonlinearity isof no significancethere, and the
oscillations may be considered as harmonics in these
nodes.

Because the time dependence of nonlinear oscilla
tions considered in thiswork is very complex and even
at N = 2 causes significant difficulties in the analytical
and computer only solving of the problem, at first, the
above procedure was used for the closed chain with the
nonlinear oscillator located at the center, at the siten =
0, and forced oscillators driving without feedback in
thesequencen — 0 — 1 — 2.... Thelast assump-
tion referred to the negligibility of the small terms of
order a, in comparison with terms of order a. In so
doing, the sequence of decreasing amplitudes b,, ¢,
associated with the space envelope of the breather soli-
ton of the new type was determined. To calculate the
solution of (4) more precisely, the foregoing procedure
was employed as the first step. Further, the calculated
space-time solutionswere used in solving (4) by means
of a recurrent correction procedure, which was
employed up to the acceptable reproduction of the
results.

The results of calculations, obtained by a PC Pen-
tiumusing MATHCAD, areshowninFigs. 1and 2. The
values of parametersused are: m=8, x=0.7, a = 0.01.
In Fig. 1, the functions Re(cy(t)) (curve 1), Im(c,(t))

(curve 2), and By(t) = sgn(f(t))J|f(t)l, where
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Fig. 1. Nonlinear high-frequency oscillations and low-fre-
quency pulsations of the amplitudes of the new-type breath-
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f(t) = p(t) cos(¢p(t)) (curve 3), are presented in the time
interval 0 <t < T. They display the oscillations of the
carrier high frequency Q accompanied by the low-fre-
guency pulsations of the amplitudes. These functions
giveyou an example of B- and C-oscillationsin the cen-
tral site and in those nearest to the center. For f(t), the
root dependence was chosen in order to separate curves
2 and 3, the last represents the modulus time depen-
dence of B-type oscillations with the time-dependent
phase ¢(t)/2, naturally. It should be emphasized that, in
this case, we do not observe the usual harmonic two-
frequency beats, but nonlinear oscillations with the
pulsing phase, which produces an infinite series of fre-
guencies in the Fourier-transform. The time dependen-
ciesof thereal and imaginary parts of c,(t), b,(t), which
are not shown here, have mainly the same form asin
Fig. 1. Their amplitudes decrease with n growth, asis
seen from comparing curves 1 and 2. Some discontinu-
itiesin the slope of the curves are caused by the techni-
cal possihilities of the plotter. The curves of Fig. 1 were
plotted using 100 pointsthat were chosen from 200 points
calculated by MATHCAD. The last ones depicted the
absolutely smooth curves. The results of calculations
and respective curvesforn=2, 3, ..., 8(n = 8isthelim-
iting value from the standpoint of computer resources)
provided support for the assumption of the existence of
the discussed type of soliton solution and allowed usto
clear up the space form of the corresponding envel opes,
but these results are not presented here for brevity. In
Fig. 2, the space forms of two envelopes are shown,
namely, max|c,| (curve 1) and min |c,| (curve 2), which
are drawn through minimal and maximal values of the
modulus of c,(t). It is seen that the amplitude decrease
associated with n growth is not of the first order in a,
but is slower, which is connected with the value of the
multiplicity parameter m. As numerical calculations
and analytical estimations indicated, the larger m is
associated with slower decay of an envelope and with
larger localization radius of soliton excitations. The
investigations of all details of soliton oscillations of the
type considered here, which are related to this, as well
as other effects, is of further interest.
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Abstract—A study is reported of the temperature and frequency dependences of the permittivity and lossesin
Cr-doped Bi,Si O, crystals at sonic frequencies and in the range 300-800 K. A number of dielectric anomalies
and a close-to-linear Cole—Cole diagram have been observed. The results are discussed by invoking the con-
cepts of electron hopping and screening of the induced polarization through the relaxation of local lattice dis-

tortions. © 2000 MAIK “ Nauka/Interperiodica” .

A large number of studies of Bi;,MO,, crystals
(BMO, where M = Si, Ge, or Ti) have paid only scant
attention to their interesting dielectric properties. Some
authors reported the high room-temperature permittiv-
ity € = 30-160 [1-4] and a strong dependence of € on
the growth factors governing the content of intrinsic
defects in these crystals [2—4]. An increase in €
observed in anumber of bismuth oxide crystalline com-
pounds is associated with an increase in the Bi,O5 con-
tent [4]. The BMO crystals were shown to be promising
for microwave technologies [5].

The temperature and frequency dependences of
g(v, T) and loss tangent tand(v, T) at the frequency v =
10%-10* Hz and in the microwave range reveal anoma-
liesnear 4.2 K, which are characteristic of “virtual” fer-
roelectrics [4-6]. The anomalies are assigned to relax-
ation processes involving alow relaxator potential bar-
rier E, = 0.05 eV [5]. Thisvalue of E, agrees with the
estimated activation energy E, = 0.044 eV for “dipole’
impurities, which are responsible for the relaxation
maximum in €(T) and tand(T) intherange T = 2040 K
at sonic frequencies [6]. The relaxation “strength” of
these impurities and the intensity of yellow coloring of
the Bi,,GeO,, (BGO) crystals were found to be corre-
lated [6]. In the same temperature range, the ultrasound
damping was observed in BGO and Bi;,SIO,, (BSO)
crystals, which increased with introduction of Cr [7]
and decreased under Ga and Al doping [8].

The features in (v, T) and tand(v, T), which are
characteristic of the relaxation polarization, have been
observed also near room temperature (BSO crystals,
sonic frequencies [9]). Consideration was given to the
mutually correlating anomalies in the internal friction
QYT and &(T) at temperatures T = 500-700 K (v =
10% Hz), which depend on the actual impurity species
(Al or Cr) and annealing of BSO crystals under vacuum
[10]. They are believed to originate from impurity—
vacancy-type dipoles with a trigonal lattice-site sym-
metry.

Studies of static thermally stimulated polarization
and depolarization of BSO crystals revealed participa-
tion of the quasi-dipolesin the formation or destruction
of the thermoel ectret state. In this case, the contribution
of the quasi-dipole mechanism of polarization
increases upon doping BSO crystals by Al, Ga, Cr, and
Mnions[11, 12]. The thermoel ectret state of BSO : Al
and BSO: Ga crystals aso exhibits a substantia
enhancement of the anomaliesin (v, T) and tand(v, T)
at temperatures T = 400-800 K [13].

Thus, defectsin BMO crystals manifest themselves
over awide range of temperatures T = 4-800 K in the
relaxation processes, which can be identified with
quasi-dipole polarization. Further investigation of the
nature of these processes and the possihilities of their
control through doping appear to be of interest. Of par-
ticular importance are the iron-group transition metals
forming multiply charged impurity ions, which pro-
duce deep strong-localization centers capable of effi-
ciently interacting with the strongly polarizable BMO
lattice.

Thiswork presents the results of our investigation of
dielectric relaxation processes in BSO: Cr crystals
transferred to the thermoel ectret state.

1. EXPERIMENTAL

The optically homogeneous BSO : Cr crystals were
grown by the Czochralski method. The Cr content was
varied from 0.0004 to 0.02 wt %, and the total content
of residual impurities did not exceed 102 wt %. The
samples were polished bars (0.5-1.5) x 3 X 7 mm in
size. Pt electrodes were deposited by cathode sputter-
ing under vacuum on the 3 x 7 sides cut in the (001)
plane. To bring the electronic subsystem to the initial
equilibrium state, the sampleswere heated in air before
measurements up to 800 K with subsequent slow
(~2 days) cooling to room temperature.

The dependences €(v, T) and tand(v, T) were stud-
ied in the frequency range v = 10>-10° Hz at tempera-
tures T = 300800 K by means of an E8-2 bridge,

1063-7834/00/4204-0689%$20.00 © 2000 MAIK “Nauka/Interperiodica’
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Fig. 1. Temperature dependences of (&, c) the permittivity €'(T) and (b, d) loss tangent tand(T) of BSO : Cr crystals (0.03 wt % Cr,
d = 0.9 mm): (a, b) for the same conditions of prepolarization U, = 100 V, T, = 300 K, and different measuring-field frequencies
v=(a1;b1,1)5%x10% (a2 b, 2, 2) 103 and (a 3; b, 3, 3) 3 x 10° Hz; and (c, d) for fixed frequency v = 5 x 102 Hz and different
prepolarization conditions: (c, 1; d, 1, 1') Up= 300V, Tp= 370K; (c, 2;d, 2) Up= 100V, Tp= 420K; (c, 3;d, 3, 3) Up= 300V,
Tp =300K;and(c, 4; d, 4, 4) Up =100V, Tp =520 K. Inset shows the low-temperature peak in €'(T) isolated from curve a, 2. The
right-hand axes are appropriate for curves 1', 2', 3', and 4', and the left-hand ones, to the remaining curves.

aG3-118 external sine-voltage generator, and an S1-
64A oscillograph asanull indicator. The measurements
were conducted in acomputer-programmed linear heat-
ing mode at arate of 0.16 K s™. We studied the original
(unpolarized) and polarized samples. The polarization
conditionswere varied in the following ranges: polariz-
ing voltage U, = 10-10%V (electric field E = 2 x 10%
2x 10*V cm?), polarization temperature T, = 300
600 K, and the polarization duration of 30 min was
fixed. These conditions provide the thermoel ectret state
inBSO : Cr crystals[12].

2. RESULTS AND DISCUSSION

The temperature dependences of the real part of the
complex permittivity €'(T) and tand(T) are essentially
different from those observed for undoped BSO [4, 9,
13]. They exhibit clearly pronounced features charac-
teristic of the Debye-type relaxation processes involv-

PHYSICS OF THE SOLID STATE Vol. 42

ing many relaxators throughout the temperature range
studied (Figs. 1a, 1b). Intherange T, = 400-600 K, one
can see a broad, low-intensity peak of €'(T) with steep
low-temperature and smooth, structured high-tempera-
ture sides, and a group of peaksin tand(T). For T > T,
one observes aregion of an intense, close-to-exponen-
tial risein €'(T), with kinksin g(T) superposed on it vis-
ibleupto T~ 700 K and maximain tand(T) detected in
the same range.

The locations of the maxima in €'(T), which were
isolated by subtracting the highest-temperature expo-
nential falloff (with E, = 0.9 eV) from the €'(T) curve,
lie close to those of tand(T). As the field frequency
increases, the peaks of tand(T) and €'(T) shift to higher
temperatures, as expected, and €' and tand drop in mag-
nitude. The shift was used to calculate the relaxator
activation barriers

Ea = {kTmaxleale(Tmaxz_Tmaxl)} |n(V1/V2), (1)
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. ' Parameters derived from the dependences o_(T) and
Parameters derived from the dependences €'(v, T) and tand(v, T) o.(w) and equation (3)
9E, eV, crystal,
No. Ti maxs K 1y, eV ’E,, eV Vo, St T, K o ef erenge n, crystal, reference
1 395 0.69 0.67 0% ~300 0.8, *BGO, [14]
2 480 0.72 0.72 2x10%° ~300 0.7,*BGO: Cr, [14]
3 550 0.77 0.78 10%0 ~300 0.6, *BSO, [15]
4 595 0.8 0.81 3.2x10° ~300 0.42,**BSO: Cr
5 635 0.81 0.84 10° 600-800 |0.83,BGO: Cr, [15]
6 680 0.92 0.94 25x10° | 600-800 | 1.0, BGO, [15]

Note: i =1, 2, ..., 6 arenumbers of peaksinthe&'(v, T) and tand (v, T) spectra; T; o are the temperatures of the corresponding maxima

atv =500 Hz 1Eaj and 2Eaj are the activation energies calculated from the shifts of the peaksin the€'(v, T) and tand (v, T) spectra,

respectively; and °E, isthe activation energy of ac electric conduction for the g_(v, T) dependences. * The exponentsn for the 0_(w)
dependences. ** The value of n derived in this work from relationship (3) at T = 300 K.

where k is the Boltzmann constant, T, and T, @€
the temperatures of the maxima, and v, and v, are the
corresponding measuring frequencies (seetable). From
the temperature dependences of the relaxationtime T =
ToeXP(Ey/KT) for the peaks of the tand(T) spectra, we
derived the attempt frequencies of the normal relaxator
vibrations v, = U1, = 10* — 2.5 x 10° s, which are
substantially lower than the limiting lattice-vibration
frequencies (see table).

Subtraction of the high-temperature exponential
contribution from the €'(T) spectra permitted us also to
isolate the first low-temperature peak (see inset in
Fig. 1c). Its steep low-temperature falloff does not
allow a straightforward analytical description, and the
high-temperature fall off can be fitted by the expression
€'(T) ~&, + K/T, wherethe Curieconstant K = 8 x 103K,
and ¢,, = 13 is the high-frequency permittivity charac-
terizing the elastic forms of polarization of the crystals
under study.

Within the temperature range T = 350 K, where
anomaliesin €'(T) and tand(T) occur, we have failed to
obtain a Cole-Cole diagram in the form of simple
monotonic dependences of the imaginary part of com-
plex permittivity on the real part €"(€"), which appar-
ently should be due to a considerable difference in the
parameters of alarge set of relaxators.

The relaxators in BSO : Cr crystals could be Cr-
containing impurity—vacancy-type quasi-dipoles. They
are believed [10] to be responsible for the internal-fric-
tion peaks in the temperature range T = 400-700 K.
Quasi-dipoles similar to those considered in [10] form
when the Cr®* ions substitute for M cations at the cen-
ters of the oxygen tetrahedra, which requires (by the
charge-neutrality condition) the presence of an oxygen

vacancy with acaptured electron Vg at one of the sites.
The hopping of the Vg vacancy in the field of the
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multi-well potential produced by distorted oxygen tet-
rahedrais responsible for the participation of the Cr3*—

Vo quasi-dipoles in thermally oriented polarization.

Other scenarios are aso conceivable, because Cr exists
in severa charge states and can also be localized by
substituting Bi in the distorted octahedra [16].

Taking into account that V4 hopping takes place in

the strongly polarizable BSO crystal lattice, we believe
that the efficient coupling of such quasi-dipoles medi-
ated by the lattice considerably complicates the pattern
of thee"(g") diagrams. However, this aspect of the prob-
lem requires additional studies.

The shape of the €'(T) and tand(T) spectra depends
on the actual prepolarization conditions. A dight
increase in the polarizing voltage and in the polariza-
tion temperature (up to U, ~ 300V, T, ~ 400 K) shifts
thefirst low-temperature peak (the peak isolated above,
with E,;) toward lower temperatures, with some of the
other peaks becoming suppressed. As the values of U,
and T, increase still more, the remaining low-tempera-
ture peaks become better resolved, after which the
peaks in the €'(T) and tand(T) spectra are suppressed
throughout the temperature range studied, and €' and
tand decrease in magnitude. The low-temperature shift
of the first peak in €'(T) and tand(T) can be associated
with anincreasein theinternal field of theresidual ther-
moelectret polarization [17]. The behavior of the other
peaks remains unclear; we note only that their temper-
ature location does not depend on the polarization con-
ditions (Figs. 1c, 1d).

Close to room temperature (T < 350 K), the Cole—
Cole diagrams were found to be monotonic. However,
the £"(€") dependences constructed on a complex plane
(where €" is the imaginary part of the permittivity) do
not resemble the classical Cole-Cole semicircle
(Fig. 2). In their major part, they are close to linear or
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| | | |
54.0 54.5 55.0 555 ¢

Fig. 2. The Cole—Cole diagram for BSO : Cr crystals: (1)
the experimental dataand thefitting with (2) lemniscate and
(3) linear relation.

can be approximated with a lemniscate-like arc
described by the expression

(e*) = (L+iwn), )

where w is the circular frequency, and the parameter y
~0.3(Fig. 2).

Lemniscates of type (2) are conventionally used to
describe strongly distorted Debye dispersion spectra of
the complex permittivity €* [14]. The experimental
data obeying equation (2) are scanty, and they relate
primarily to polymers, with they quantity interpreted as
ameasure of interaction between dipole structural units
[17].

The shift or distortion of the Debye semicircles are
characterized in various models (Cole—Cole, David-
son—Cole, Fuoss—Kirkwood, Frohlich, Gavriliak—Nag-
ami) by aparameter similar to y, which either relatesto
the distribution of the relaxation times T or represents
the measure of relaxator coupling. Note, however, that
the above models are not based on a specific micro-
scopic polarization mechanism, and, therefore, the
physical nature of the t distribution, as well as the
mechanism of relaxator interaction, remain unclear.

We believe it appropriate now to describe the close-
to-linear €"(€") relationship obtained here in terms of
the Jonscher law, which isbased on an energy approach
and is applicable to al dielectrics [18]. The Jonscher
model relates the polarization to the hopping of ions or
electrons over long or short chains. The discrete dis-
placement of charges is accompanied by the screening
of the polarization thus created through lattice relax-
ation. One can write the following relation

X'(w) - Wi _

g _
= = cot const, 3
() - W, )

d207
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where x'(w) and X"(w) are thereal and imaginary parts
of the permittivity, W, is the energy lost per period, W,
is the energy gained per period, and n is a constant
determined by the slope of the £"(¢") plot with respect
totheg" axis (Fig. 2). By thismodel, n is the exponent
characterizing the frequency dependence of the ac con-
ductivity presented in the form

o_(w) D", (4)

where w is the circular frequency, provided 0 <n < 1.
Such relations are associated with the hopping mecha-
nism of conduction involving the hopping of electrons
(holes) over localized energy states near the Fermi
level. The value of n depends on the spatial and energy
distribution of these states and the localization length of
their wave functions and differs for different multiplic-
ities, i.e. the number of links in a hopping chain [19,
20].

Theliterature dataargue for the hopping mechanism
of electric conductivity inBGO[14, 21], BSO[15], and
Cr-doped BGO[14] crystals, and, therefore, it appeared
of interest to compare some relevant quantitative char-
acteristics (based on [22], we assume the ionic trans-
port in the crystals under study to be insignificant).

We note, first of al, that the values of n, whichisthe
exponent in the frequency dependence of electric con-
ductivity (4) and enters into expression (3), are fairly
close at temperatures T < T;. The trend of the value of
n decreasing as one crosses over from BGO to BSO
crystals, and from undoped BGO or BSO to Cr-doped
crystals, is also retained (see table). A decreaseinnis
associated with an increase in the hopping multiplicity
(at n = 8, hops between pairs of localized states occur
[19]). This provides a support for the validity of the
model chosen by us and an indication that the hops
have a higher than pair multiplicity.

Interestingly, the imaginary part of e ectric conduc-
tivity of BGO : Cr crystals was observed to be larger
near room temperature than the real part by 1.5-2
orders of magnitude [14]. Thisis believed [19, 20] to
indicate aweak wave-function overlap and strong elec-
tron localization. This situation provides favorable con-
ditionsfor the realization of the hopping mechanism of
electric conduction and can account for the €"(g') dia-
grams of the type under study here[18].

A certain deviation of the €"(¢") diagram obtained
here from a linear relation (Fig. 2) suggests that addi-
tional polarization mechanisms, which also affect the
formation of the thermoelectret state in BMO crystals,
are operative here.

Intherange T > T,;, where 6. of BGO : Cr crystals
grows exponentially with temperature and depends
only weakly on frequency, we observe a correlation
between the thermal activation energy °E, of the ac
electric conductivity 0. and the activation barriers E5
and E_ for the relaxators observed by us in the given
range (seetable). On the strength of these observations,

No. 4 2000



DIELECTRIC RELAXATION IN Bi;,SiO,: Cr CRYSTALS 693

aswell as bearing in mind that Cr ions create in BSO,
asin BGO, acceptor levelsincreasing the compensation
of the dc e ectric conductivity (by about 20%), one can
assume, following [14], that the high-temperature
range is dominated by carrier hops over long chains
connecting localized states near the valence band. This
situation manifestsitself in astrong increase in the per-
mittivity with an increase in temperature.
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Abstract—The contribution of cluster mobility to the low-temperature diffusion coefficient in asystem of light
interstitial impurities has been studied by computer simulation. It is shown that the magnitude of this contribu-
tion is dominated by the parameters of the impurity interaction potential, and the nonmonotonic character of its
temperature behavior isrelated to a variation of cluster shape or freezing-out of one of several mobility mech-

anisms. © 2000 MAIK “ Nauka/Interperiodica” .

It was shown by usearlier [1, 2], that the alternating
pattern of long-range interaction (elastic and through
Friedel electron-density oscillations) generates a large
number of bound states for any pair of point defectsin
ametal (as well as for a pair of neutral defects in an
insulator), irrespective of the actual form of the short-
range part of the pairwise interaction. Therefore, a
decrease of temperature inevitably givesriseto cluster-
ing of mobile defects.

Clustering in the low-temperature domain should
initiate separation into phases with a high and a low
defect concentration. However, at low defect concen-
trations, large-scale phase separation is replaced with
decreasing temperature by a transition of the system
into one of the metastable states, which are character-
ized by a large number of small clusters. These states
turn out to be long lived, because clustering dramati-
cally reduces the impurity mobility. Metastable states
differ from one another in the mutual |ocation, number,
and shape of the clusters.

Thissituation isrealized in the hydrides of group-111
metals, MH,, with relative hydrogen concentrations x <
0.01-0.1 (seereview [2] and references therein).

Clustering of interstitial impuritiesresultsin asharp
decrease of their diffusion coefficient, which precludes
observation of the quantum diffusion of hydrogen iso-
topes at low temperatures [3]. For temperatures T < Ty
(Ty isthe clustering temperature), two major diffusion
mechanisms are operative: (i) via single impurities,
which separate from the clusters for a certain time
(“evaporation”), to be subsequently trapped again by
the latter (“condensation”) (the fraction of such impu-
rities decreases exponentially with temperature), and
(i) through the mobility of the clustersthemselves. The
mobility may be determined by either impurity diffu-
sion over the cluster periphery [4, 5], or the diffusion of

excitations (vacancies [4, 5] and dislocations [6, 7])
through the cluster itself.

Therelative contribution of the processes of the sec-
ond type should, in principle, grow with decreasing
temperature, because the activation energy of these pro-
cessesis, as arule, lower than that for the evaporation
mechanisms.

This work deals with a study of the temperature
dependence of the relative contribution of cluster
mobility to the coefficient of low-temperature (T < T,)
diffusion of light interstitial impurities in the bulk of a
crystal, i.e., with an investigation of the diffusion mech-
anism.

A number of publications on adatom diffusion over
the crystal surface have appeared recently [4-9]. The
interest in surface diffusion is associated with the pos-
sibility of a direct observation of the cluster behavior.
No such problems have thus far been studied for bulk
diffusion. Besides, the diffuson was studied at T < T
temperatures, whereas we have focused our attention
on atransitionregion T < Tj.

Thefirst part of the work deals with a description of
the model, and the second one, with the results
obtained.

1. DESCRIPTION OF THE MODEL

We assume that the impurities can occupy the sites
of asimple cubic interstice | attice corresponding to tet-
rahedral poresin afcc crystal. The position of animpu-
rity is specified by threeinteger coordinates (expressed
in lattice constants).

The short-range part of the model interaction poten-
tial coupling the impurities characterizes repulsion and
precludes occupation by two impurities of the same | at-
ticesite. Thelong-range part of the pairwiseinteraction
energy hasthe form [3]

1063-7834/00/4204-0694%$20.00 © 2000 MAIK “Nauka/Interperiodica’
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wherethefirst term correspondsto elastic interactionin
a cubic crystal with a weak anisotropy [10], and the
second, to interaction through the Friedel electron-den-
sity oscillations. The constant b < 1 specifies the rela-
tive magnitude of these contributions. The vector p =
(X, Y, Z) with integer coordinates connects two interact-
ing impurities (the axes of the coordinate frame coin-
cide with the crystallographic axes of the crystal). The
constant y = 2k-d, where k- is the Fermi wave vector of
the conduction electrons, and d is the interstice lattice
constant.

With the potential chosen in this way, the tempera-
ture is reduced to the characteristic interaction energy
of impurities occupying neighboring lattice sites[3].

The simulation was performed for a cube with 30 x
30 x 30 interstices, which is continued periodically to
eliminate boundary effects. The number of the impuri-
tieswas set equal to 30 (x= 1.1 x 1072 per interstice and
2.2 x 1073 per host atom).

The dynamics of the impurity system was studied
by the Metropolis Monte Carlo algorithm [11]. The
probability w; for arandomly chosen impurity to jump
from interstice i to an as randomly chosen neighboring
interstice j was determined by the energy difference
& = & — &, where §; is the energy of the impurity at
interstice i, which is equal to the sum of the pairwise
interaction energies

_ M, &;<O

= 2
i EeXp(—Eij/T)v &j>0. @

z D/D,

0.7+
06k 11.0
0.5r 0.8
04r o6

0.3r
10.4

0.2+
0.1f 102

-g—1®" |

oL l9-0- T}
0.005 0.006 0.007 (%008 0.009 0.010

Fig. 1. Temperature dependences of the diffusion coefficient
and of the contribution to the latter due to cluster “creep”
plotted for b = 0.5 and y = 0.75.
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It was shown [3] that the choice of w; in this manner
reproduces adequately the behavior of quantum inter-
dtitial impurities in a metal matrix; however, the simu-
lation gives not the diffusion coefficient D but the quan-
tity D/D,, where Dy isthe diffusion coefficient of asys-
tem of noninteracting impurities.

To find the quantity D/D,, one made use of the Ein-
steinrelation D = Ty, where p isthe impurity mobility.
One generated a weak potential gradient along one of
the crystallographic axes. The impurity distribution
was found by simulation annealing from the high-tem-
perature region [3]. After this, one determined the
impurity flux generated by aconstant force. Theratio of
the flux to the force yielded the value of L.

If both the initial and the final impurity positions
were found to be separated by a distance shorter than
the critical distance a from any other impurity, thejump
process was classed among processes of the second
type, and, in the opposite case, among those of the first

type.

2. DISCUSSION OF RESULTS

The temperature dependences of D/D,, as well as of

the quantity Z, the relative cl uster-mobility contribu-
tion to the diffusion coefficient, are presented graphi-
calyinFigs. 1 and 2.

The results of the simulation reveal a fast drop of
D/D, for T < Ty for al the values of b and y character-
izing the impurity pairwise interaction potential stud-

z D/D,
0.8+ 41.0
0.6k 0.8

0.6
0.4F
0.4
0.2+ 102
0 0
0.02 0.06

Fig. 2. SameasinFig. lorb=05andy=1.2.
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ied, whereas the behavior of Z was found to depend
substantially on the parametersb and .

For b = 0.8, i.e,, for the case where elastic interac-
tion dominates in the long-range pairwise potential,
annealing generates asudden formation at T = T in the
(001) or equivalent plane of a plane cluster, in which
impurities occupy neighboring lattice sites. For two
values of y studied, 0.75 and 1.2, particle transport
occurred only through evaporation and condensation
down to the temperature T = 0.4 T,. At lower tempera-
tures, the impurity mobility is so low that accumulation
of reasonable statistics with the PCs employed for the
study would require too long atime.

The negligible cluster mobility at b = 0.8 is associ-
ated with the anisotropy of the elastic interaction. An
impurity migrating over the periphery of a cluster has
to overcome afairly high potential barrier. The proba-
bility of this processislower than that of the “evapora
tion.” At the same time, the formation of a vacancy or
dislocation in the closely packed cluster structure is
also unlikely.

However, if b =0.5, then for y = 0.75 aplane cluster
formed gradually in the (001) plane as the temperature
dropped below T, = 0.009, with the impurities making
up a square lattice with a spacing of 2 (in units of d).

The Z(T) and D(T)/Dy(T) dependences are plotted in

Fig. 1. The nonmonotonic behavior of the Z(T) relation
is accounted for by cluster rearrangement. While for
T <0.0075, itisplanar, inthe 0.0075 < T < Ty interval,
the cluster consists of two parallel plane fragments
spaced by 3 (in units of d).

Now if b=0.5andy= 1.2, thenfor T< T4 oneaso
observes a plane cluster to form in the (001) plane, but
the period of the corresponding square impurity lattice
is unity. In contrast to the y = 0.75 case, the formation
(breakup) of such a cluster occurs not gradually but
practically inajump at T, = 0.04. Thisaccounts for the

jump in the Z(T) plot (Fig. 2). For T > T, we have

Z(T) # 0, because randomly spaced impurities form a
certain number of small clusters consisting of two to
three impurities at high temperatures as well.

The peak in Z(T) a T = 0.0335 is not connected
with anoticeabl e cluster rearrangement. The nonmono-

tonic behavior of the Z(T) relation may be caused by a
freezing-out of one of the diffusion mechanismsin the
clusters. For instance, the contribution of particle diffu-
sion in aplane parallel to the cluster plane (in the case
of adatoms on a crystal surface, this mechanism is
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called terrace diffusion [4, 5]) may become much less
than that of in-plane diffusion along the cluster perim-
eter.

Thus, the shape and mobility of the clustersforming
in the clustering of mobile impurities depend substan-
tially on the parameters of the impurity pairwise inter-
action potential.

In a number of cases, cluster mobility plays an
essential part already at T =T, whereasizablefraction
of impurities combine to form clusters. The relative

contribution Z(T) of cluster “creep” to the diffusion
process becomes dominant at temperatures T = (0.6—
0.75)Ty.

The nonmonotonic character of the Z(T) depen-
dence can be due either to cluster rearrangement or to
freezing-out of one of several impurity diffusion mech-
anisms responsible for the cluster mobility.
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Abstract—Theresults of precision measurements of creep in Co-based metallic glass are presented. It isshown
that, in spite of generally accepted concepts, plastic flow at low stresses under intense structural relaxation
conditionsis of anon-Newtonian type. Consequences of thisfact are considered. © 2000 MAIK “ Nauka/ I nter-

periodica” .

Rheological properties of metallic glasses (MGs)
are interesting from purely scientific, as well as
applied, points of view. Attempts to find out whether
the plastic flow is of alinear Newtonian or a nonlinear
type were made soon after the discovery of metallic
glasses[1, 2]. In the former case, the rate €, of plastic
shear strain is directly proportiona to the applied shear
stress g, while in the latter case the dependence of the
strain rate on stress is nonlinear.

The o, vs. €, dependence can be described in terms
of shear viscosity, which is defined as

n = oJ& = o/3¢, (@)

where o and € are thetensile stress and the rate of lon-
gitudinal strain, respectively. On the other hand, the
same dependence can be characterized by the so-called
strain-rate sensitivity defined as

_ 0lngg

_ %o
~ dlno, 1

m = 30,

)

If the viscosity defined as (1) is independent of
stress, plastic flow is Newtonian and m = 1. Otherwise

(n = f(oy), the o, vs. & dependence is nonlinear, and
m>1.

First experiments [1-4] made with MGs at temper-
atures T > 300 K and low shear stresses proved that
plastic deformation is Newtonian, while measurements
at relatively high stresses (exceeding 200400 MPa
depending on the temperature, thermal previous his-
tory, and chemica composition of an MG) indicated a
nonlinear type of the flow with 1 <m< 12 [5-9].

At the present time, it is generally accepted that
such behavior is typical of MGs. However, our recent
precision measurements of creep [10] proved that the

plastic flow of nickel-based glass is non-Newtonian at
low tensile stresses, and accordingly viscosity (1) isa
function of sress. It would be interesting to find the
extent to which the nonlinearity of plastic flow is typi-
cal of metallic glasses. In order to solve this problem,
we studied a magneticaly soft MG with a standard
chemical composition.

1. EXPERIMENTAL TECHNIQUE

Weinvestigated industrial MG Co,yFesSi 5B (at. %)
obtained by spinning in the form of a strip, having a
thickness of 48 + 5 um and width d = 21 mm. The non-
crystallinity of the structure was controlled by x-ray
analysis. According to the results of differential scan-
ning calorimetry (on aRigaku-Denki calorimeter DSC-
8230), the temperature corresponding to the onset of
crystallizationwas 762 K at aheating rate of 3.3 K/min.
The creep was measured in the argon flow under aten-
sile stress on a thermomechanical analyzer Setaram
TMA92 with an absolute resolution of approximately
10 nm. The samples had the shape of a double blade
and were prepared by the mechanical grinding of a part
of the strip in a special mount. The sample length was
lo = 15 mm and the working width was 1.2 mm. The
temperature of the experiment was chosen to be 675 K,
which was dictated, on the one hand, by the tendency to
carry out measurements at the maximum possible tem-
perature for increasing the creep rate (and accordingly
for reducing the errors in calculating the strain rate at
low stresses) and, on the other hand, by the tendency to
avoid crystallization asaresult of prolonged isothermal
holding. The sample was heated to the experimental
temperature (which was subsequently maintained to
within £0.2 K) at arate of 10 K/min without overheat-
ing, annealed at this temperature during the time t =
288 + 3 s, and loaded by a tensile stress (determined

1063-7834/00/4204-0697$20.00 © 2000 MAIK “Nauka/Interperiodica’
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Fig. 1. Creep kinetics of the CogFesSi 5B, metallic glass
at T =675 K under different stresses.

approximately to within 15%), after which the sample
elongation Al was measured automatically with the
help of a computer, and the strain € = Al/l, was calcu-
lated. The interval between measurements was 0.8 s
immediately after loading and then increased in propor-
tion to thelogarithm of time. X-ray tests of the samples
under investigation did not reveal any traces of crystal-
lization.

2. EXPERIMENTAL RESULTS

Preliminary experiments demonstrated the lack of
admissible reproducibility of the results for samples
prepared from different segments corresponding to an
arbitrary coordinate X along the strip width. Creep
measurements for samples prepared from seven seg-
ments with different coordinates 0 < X < d proved that
the reason is the inhomogeneity in the strip’s proper-
ties. As a result, the rate of viscosity growth at the
experimental temperature, which characterizes the rate
of structural relaxation and, accordingly, the structural

To the determination of the strain rate sensitivity from the
data presented in Fig. 2

t,s m R S
500 111 0.995 0.04
100 112 0.995 0.04

2500 119 0.995 0.04
5000 117 0.994 0.04
10000 121 0.997 0.03
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Fig. 2. Dependence of strain rate on tensile stress for indi-
cated instants of time.

state of the strip, can vary (other conditions being
equal) by 40-50%, depending on X. Taking this into
account, al subsequent experiments were carried out
using the samples corresponding to a constant X coor-
dinate along the strip width.

Figure 1 shows the creep curves obtained for vari-
ous stresses 11 MPa< 0 < 72 MPa. Asusual, the creep
rate increases significantly with the applied load.

The standard way to find out whether aflow is New-
tonian is to calculate the strain-rate sensitivity accord-
ing to equation (2). For this purpose, the €(t) depen-
dence was differentiated numerically through calculat-
ing the average slope between the ith point (g(t)),
thenext point (g,(t.4)), and the previous point
(& -1(t_1)). Using the cross sections of the obtained
strain rate vs. time graphs, we calculated the stress
dependences of the strain rate for various instants t.
Figure 2 shows such dependences for t = 500, 1000,
2500, 5000, and 10000 sin logarithmic coordinates. It
can be seen that acloselinear approximation ispossible
in al cases. This approximation was carried out by the
least-squares method, and then we calculated the
strain-rate sensitivity m, the pair correlation coefficient
R characterizing the extent of deviation of the Ino vs.
Ing dependence from linearity, and the standard devia-
tion S. The values of these are given in the table, which
shows that the Ing vs. Ino dependences are linear with
the pair correlation coefficient R = 0.995 (R =1 for a
straight line) and the standard deviation S= 0.04. The

mean value of m = 1.16, which indicates the non-New-
tonian nature of the plastic flow. However, this conclu-
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sion requires additional substantiation in view of the
smallness of the deviation.

On the other hand, it is clear that, in the presence of
even an insignificant nonlinearity, it is more convenient
to analyze the kinetics of viscosity defined by equation
(1) than theIng (Ino) dependences. Indeed, in this case,
the viscosity is a function of stress, and the difference
in the viscosities of samplesloaded by different stresses
will build up with time, which makes it possible to
identify a non-Newtonian flow, even with an insignifi-
cant nonlinearity, more reliably.

In order to accomplish this approach, we calcul ated
the kinetics of viscosity growth under various stresses.
It was found that, in accordance with numerous avail-
able data (see, for example, [11, 12]), viscosity
increases linearly with time except in initial measure-
ments during a few hundred seconds, when the viscos-
ity growth rate is higher.! The dependence of the vis-
cosity growth rate dn/dt on the stress is depicted in
Fig. 3 (the initial nonlinear segment of the n(t) curve
was disregarded in calculations). The same figure
shows the results of calculation of the pair correlation
coefficient R. The main conclusion that can be drawn
from Fig. 3 isobvious: the kinetics of viscosity growth
is determined by stress. This means that plastic defor-
mation is non-Newtonian in the entire range of stresses.
The decrease in the standard deviation in determining
dn/dt and the increase in R with the stress reflect the
decrease in the error of calculation of strain rate due to
the general increase in the creep strain.

3. DISCUSSION OF RESULTS

The creep of MGsintheinitial state at temperatures
T =400 K can be interpreted as a structural relaxation
oriented by the applied stress [14, 16, 17]. We can
assume that the observed nonlinearity is a typical fea
ture of structural relaxation in MGs. Indeed, as men-
tioned above, the standard method of analysis of the
stress dependence of plastic strain rateis based on plot-

ting the Ing (Ino) curve. The example considered above
shows that such an analysis may lead to aunconvincing
result in the case of insignificant nonlinearity. Theiden-
tification of nonlinearity requiresan analysis of the data
of the kinetics of viscosity obtained for different
stresses.

It should also be noted that, apart from the small
nonlinearity observed in [10], some indications of non-
linearity were also obtained by Deng et al. [18]. An
analysis of creep in the PdyNigP,y metalic glass
proved that the kinetics of viscosity at temperatures
453 K < T <568 K under very low (1.6-6.6 MPa) and
moderate (60-100 M Pa) stresses exhibits a clearly pro-
nounced dependence on the load (see Fig. 7 in [18]).
Deng et al. [18] calculated the strain rate sensitivity to

1 Similar anomalies were also observed by us earlier for some other
MGs[13-15].
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Fig. 3. Shear viscosity growth rate and pair correlation coef-
ficients as functions of stress. The solid curve corresponds
to the power law of creep (6) for m= 1.16.

be 1.1 < m< 1.5, depending on the experimental tem-
perature. This fact, however, was not discussed in [18]
atal.

According to the conceptsdevelopedin [14, 16, 17],
the plastic shear strain rate for long periods of time
(t> 1, where T isthe time of preliminary annealing at
the experimental temperature T) can be presented in the
form

& = 0.KTN,QCIt, 3)

where Kk is the Boltzmann constant, N, is the volume
density of active relaxation centers per unit interval of
activation energy, Q is the volume involved in an ele-
mentary act of structural relaxation, and C is a parame-
ter characterizing the orienting effect of external stress
on elementary acts of structural relaxation. If none of
the quantitiesN,, Q, and Cisafunction of stress, equa-
tion (3) describes a Newtonian flow with m = 1. An
increase in at least one of these quantities with stress
causes anonlinear deformation with the strain-rate sen-
sitivity

m = 1+9dInN,QC/dIng > 1. (@)

This formula leads to the following expression for the
product NyQC in the case of anonlinear deformation:

No,QC = Aol Y, (5)

where InA is the integration constant. The value m =
1.16 we determined here indicates that the product
NoQC increases, in accordance with formula (5), upon
anincrease in stressfrom o, = 11 MPato 0, = 72 MPa

by afactor of (o,/0,)™~ 1= 1.35.
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Using formulas (3)—5), we obtain expressions for
the strain rate

= hor ©)

and the viscosity growth rate at a constant temperature;

€

. 1 1m
It follows from (7) that, in accord with the experiment,
viscosity increases linearly with time, while its growth
rate decreases with increasing stress. The functional
dependence of the form g ~™for m= 1.16 is shown by
the solid curvein Fig. 3, indicating that relation (7) cor-
rectly describes (to within the experimental error) the

dependence of n on stress. It should also be noted that
formula (6) is just the so-called power law often used
for interpreting experiments on plastic flow of MGs
(see, for example, [19]). In the case of a Newtonian
flow, formulas (3) and (6) are equivalent and A = N,Q .

Nonlinearity of a plastic flow must directly affect
the low-frequency (f < 0.1-1 Hz) internal friction asso-
ciated with structural relaxation of the MG. Using (3),
we can prove that in this case, internal friction is of the
viscoplastic type and can be described using the simple
Maxwell two-element rheological model [20-22]

Q" = G/nw, (8)

where G isthe unrelaxed shear modulus, wisthecyclic
frequency, and the time-dependent viscosity is deter-
mined from therelation

N~ = KTN,QC/t. (9)

Equations (5), (8), and (9) show that, in the case of a
non-Newtonian flow, internal friction must be indepen-
dent of the amplitude of the applied stress (strain). Oth-
erwise, the nonlinearity of plastic deformation, emerg-
ing when N,QC = f(o,), causes an amplitude-depen-
dent internal friction.

Thus, we can predict that the low-frequency internal
friction associated with structura relaxation of an MG
under nonlinear plastic-flow conditions is a function of
the stress amplitude. It should be emphasized that this
question has not been investigated experimentally asyet.

Themain conclusions of the present communication
can be formulated as follows.

(1) The plastic flow of the metallic glass
Co,oFesSisBp under low stresses is non-Newtonian
with the strain-rate sensitivity m= 1.16. Thisfact can be
interpreted as the result of the stress dependence of the
structural relaxation parameters N,, Q, and/or C deter-
mining the kinetics of plastic flow in accordance with
equation (3).

(2) Structura relaxation of non-Newtonian metallic
glasses at low frequencies of loading must lead to an
amplitude-dependent viscoplastic internal friction.
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Abstract—The results of investigation of the residual photomechanical effect (PME) in a monocrystalline
n-Si sample at various temperatures by the method of microindentation following exposure to light are con-
sidered. It is shown that a decrease in the residual PME is an exponential function of time and temperature.

© 2000 MAIK * Nauka/Interperiodica” .

In our previous publication [1], we reported that the
depth of imprintson Si samplesin experiments on pho-
tomechanical effect (PME) [2] (effect of light on
microhardness (MH)) was afunction of the time during
which the sample was |oaded after its exposureto light.
In particular, the longer the action of the indentor was,
the larger the imprint depth; after a certain time, the
indentation was the same as during MH measurements
in the dark. In order to explain this effect, we proposed
a mechanism that can be briefly described as follows
[1]. After the exposure of the crystal to light, nonequi-
librium charge carriersin it experience rapid recombi-
nation, but some of these carriers in the surface layer
remain at corresponding minima separated in space and
formed due to nonuniform bending of energy bandsin
this layer of Si (see Fig. 1b in [1]). The recombination
of such carriers can take place after the surmounting of
the corresponding barrier, i.e., in an activation manner.
For this reason, the surface layer of the crystal sub-
jected to illumination preserves softening for a certain
time (residual PME). It was proved earlier [1, 3, 4], that
crystal softening is due to nonequilibrium electrons and
holes referred to as anticoupling quasi particles.

The above considerations concerning the physical
origin of the residual PME lead to the conclusion that
an increase in the sample temperature must lead to an
exponential decrease in the magnitude of residual PME
as well asits lifetime due to an increase in the rate of
expulsion of eectrons and holes from the correspond-
ing minima, and, hence, an increase in the rate of their
recombination. For this reason, it was interesting to
investigate this effect at various temperatures.

In this communication, we consider the results of
investigation of the residual PME at various tempera-
tures by the method of microindentation of the sample
after itsillumination.

The experiments were made on the (100) face of a
didocation-free Si single crystal exhibiting n-type con-
ductivity and having aresistivity of 200 Qcm. The sur-
faces of the experimental sampleswere ground and pol-

ished mechanically and then subjected to chemical
cleaning followed by etching in a H,SO, + H,O, mix-
ture(inthe4: 1ratio) at atemperature of 40°Cfor 30 s.
The method of MH measurements in the dark and
under illumination is described in [1]. The load was
chosen equal to 25 g, and the main diagonal of the
Knoop pyramid used in the experiment always coin-
cided with a [1000direction in the (100) plane under
investigation for anisotropy being taken into account [5].

The experiments were made as follows. First, the
surface of the sample under investigation was illumi-
nated for 10 s (which ensured complete saturation of
the value of residual microhardness associated with
illumination). Then, imprints were impressed with an
indentor in certain time intervals. The experiments
were repeated at various temperatures of the sample.

Figure 1 shows that a decrease in the residual PME
isan exponentia function of time (Fig. 1a) and temper-
ature (Fig. 1b). For convenience of graphic representa-
tion, the changeintheresidual PME ismeasured in rel-

In(AH/H), %
@ S5l ®
=5
3_ -~
3
~
S

1
0 50 100 1,5
Fig. 1. Residua PME asafunction of (a) time at 298 (curve
1), 325 (curve 2), and 348 K (curve 3), and (b) temperature.
Indentation started immediately after the switching off the
illumination.
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ative units AH/H (where AH = H — H; is the value of
MH measured in the dark at a given temperature and H;
is the residual MH under illumination, corresponding
to a certain ith instant of time after illumination at the
same temperature). It was found that the maximum
time during which the residual PME could be deter-
mined in our experimentswas a so an exponential func-
tion of temperature.

In order to estimate the average height of the barrier
that should be surmounted for the charge carrier recom-
bination to occur in the surface layer, we can use the
well-known expression [6] for lifetime 1 =
ToexXp(A/KT), where Aisthebarrier height, tyisthelife-
timein the bulk, kis Boltzmann’s constant, and T isthe
temperature. Proceeding from the established correla-
tion between the magnitude of PME and the corre-
sponding concentration of anticoupling quasiparticles
[1], it is natural to assume that the longer T, the larger
the magnitude of residual PME, i.e., AH/H ~ 1. In this
case, AH/H ~ exp(A/KT), and we can write a simple
relation AH/H = aexp(A/KT), where a is a coefficient,
which can be regarded as constant in the time and tem-
peratureintervals under investigation. In order to deter-
mine 4, it is convenient to write the latter equation in
theform In(AH/H) = Ina + (A/K)(1/T). The value of A
estimated from agraph plotted according to thisexpres-
sion proved to be 0.3 eV.
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It should be noted that the value of A we estimated
hereisof illustrative nature sinceit corresponds only to
our samples with an appropriate treatment of their sur-
faces and is not a physical parameter of the material
under investigation since the microhardness itself is
determined by experimental conditions to a consider-
able extent.
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Abstract—~Plastic-strain regions near the tips of cracks are investigated. Possible mechanisms of self-healing
of cracksare considered. It is shown that heating and exposure to visible light affect the evolution of microplas-
tic shear strains at the crack tip. It is found that the dislocation density at the tips of cracks depends exponen-
tially on temperature and time of exposure to light. © 2000 MAIK “ Nauka/Interperiodica” .

In an asymmetric cleaving of a crystal with cleav-
age, the probability that a narrower part of the sample
splits off due to the transition of the crack from the
(100) plane to the orthogonal plane (001) is quite high
[1]. Inthis case, the crack remaining in the crystal after
splitting off exhibits self-healing [2].

This communication is devoted to an analysis of the
morphology of plastic-strain regions formed near the
tip of an arrested crack and to the establishment of
the mechanism of spontaneous healing of cracks and
the effect of heating and visible-range radiation on this
process.

The experiments were made on akali-halide crys-
tals (AHCs) of LiF, NaCl, KCI, and on CaCO,. The
impurity concentration in the crystals did not exceed
~1073. The samples having a size of 15 x 30 x 2 mm
were cleaved along the (100) plane at a certain distance
S, from the symmetry axis of the crystal (see inset to
Fig. 2). The asymmetry of the cleavage was character-
ized by the ratio of S; to the sample half-width S,/2.
The cleavage was made by a calibrated blow with an
energy of ~17 mJ. Then, the crystal was additionally
split into two parts along the (010) plane to obtain the
reference and the experimental sample.

Some samples were heated in afurnace from 300 to
365 K. An other part of samples was subjected to radi-
ation emitted by a 100-W tungsten incandescent lamp
with emission spectrum peak corresponding to the
wavelength A = 1 um (E = 1.24 eV), which simulta-
neously heated the samples to ~355 K. The exposure
time varied from 2 to 1400 hours. The illuminance of
the sample surface amounted to ~15 kix.

It was established experimentally that, after the
arrest of theinitial crack, thelateral cleavageinan AHC
occurs predominantly along the (001) plane (~73%)
and, with a lower probability (~22%), aong the (101)
plane. The lateral cleavage in calcite takes place only
along the (001) plane. A rectangular cleft is generated,

asarule, at adistance of 2-5 mm from thetip of theini-
tial crack. The cleavage at an angle of 45° evolves,
however, directly from thetip of the arrested crack. The
crack remaining in the crystal after cleavage and
unloading of the sampleis self-healed in most cases.

The length of the healed segment of a crack
decreases with increasing asymmetry of the cleavage.
Unhealed cracks were also observed. At thetips of such
cracks, microplasticity is significant. Plastic opening

3 = (nb./2)/2 exceeded 40 nm for these cracks (b isthe
Burgers vector for [100]{ 101} dislocationsand nisthe
number of dislocationsin the dlip band). No microplas-
ticity was detected at the tips of cracks in CaCOs. In
individual cases, no dislocation “rosettes’ were
observed at the tip of cracks in AHCs as well as in
CaCOs.

With increasing asymmetry of the cleavage, AHCs
exhibit a tendency to lowering the symmetry of etch
patterns relative to the plane of cracks. The number of
rays decreases, and their length changes together with
the relative size of the rays on different sides of the
crack plane. It was also noted that the dislocation den-
sity near thetip of acrack changesfrom 10%° m2for the
asymmetry ratio 0.2 to 3 x 10'° m for the asymmetry
ratio 0.8. The dislocation density at the rays of
“rosettes’ decreases exponentially with increasing dis-
tance from the tip of the crack. In the immediate vicin-
ity of the crack tip, thereisabounded region free of dis-
locations.

Annealing or prolonged holding at room tempera-
ture does not affect the length of the healed segment,
but significantly changes the dislocation pattern near
the crack tip.

The same result is aso obtained after simultaneous
annealing and exposure to visible light (Fig. 1), but the
dislocation structure changes more intensely in this
case (Fig. 2).

1063-7834/00/4204-0703%20.00 © 2000 MAIK “Nauka/Interperiodica’
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Fig. 1. Dislocation structure near the tips of cleavage cracks
in LiF crystals: (a) areference crystal at room temperature
and (b) a crystal exposed to radiation in the optical range,
E=124¢V, T=355K, 15klx, 20 hours.

Analyzing the deformation of fragments of the crys-
tal being destroyed in the beam approximation, we can
state that the narrower part of the crystal is subjected to
stronger deformation and, hence, is preferential for
cleavage. Cleavage cracks can originate at various
defects of the type of cleavage steps or sub-boundaries.
Intense stress relaxation at the tips of cracks can occur
due to dlip along the (101) planes. The cleavage at 45°
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0.8r35 .

0.7
0.6

0.5

04
0.3
0.2
0.1f

|
0 200 400 600 800 1000 1200 1400

t, hours

Fig. 2. Relative variation of the number of dislocations near
the crack tip (AN/N) as afunction of time of action (t): T =
263 K (curve 1), 288 K (curve 2), 325 K (curve 3), and
365 K (curve 4); curve 5 corresponds to simultaneous illu-
mination and heating. The inset schematically shows the
cleavage of crystals.
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becomes possible in this case due to embrittlement of
the material in the dlip band.

The nonuniform distribution of stressesin thevicin-
ity of the crack tip affects the evolution of microplastic
shear strainsin this region. An increase in the cleavage
asymmetry and, hence, in the nonuniformity of the
stress field is accompanied by a change in the etch pat-
tern at the crack tip from symmetric to asymmetric pat-
terns containing predominantly one of dip systems.

The mechanism of crack healing can be visualized
asfollows.

As a result of lateral cleavage, the sample is
unloaded and the initial crack becomes arrested. As
long as the sample loading differs from zero, a notice-
able emission of dislocationstakes place at the crack tip
[3]. Depending on the number of dislocations and the
slip geometry, the plastic opening & of the crack can
assume different values. Some of the possible shapes of
the tips of such cracks are shown in Fig. 3.

At acertain instant, emission of dislocations ceases,
and a further decrease in loading initiates the first
“rapid” stage of hedling, i.e., plastic closing of the
crack. It can develop both as a result of reversible dis-
charge of emitted dislocationsinto the crack, and dueto
the motion of new dislocations of the opposite polarity
along neighboring parallel slip planes or the planes per-
pendicular to them (which is observed much less fre-
guently) if the motion of dislocations in the primary
dlip band is hampered. The former is due to the action
of repulsive forces among dislocations lying in the
same dip plane and image forces, while the latter isdue
to the action of elastic stressesin the sample (Fig. 3). If

Fig. 3. Schematic diagrams illustrating the shape of tips of
self-healing cracks: (a) without a relative displacement of
crack surfaces and (b) with arelative shift; the tip of plastic
opening of cracks (1) and the tip of a crack after the first
stage of “rapid healing” (2).
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the resultant (ultimate) opening o is quite small (o <
40 nm), the parts of the crystal moving towards each
other by inertia come into contact. Since the process
develops quite rapidly, most of the crack surface
remains juvenile, which also facilitates the restoration
of ionic bonds. The perfection of healing is obviously
determined by the difference in the number of emitted
and “new” dislocations (and their slip geometry). When
these values are comparable, a microvoid in the shape
of a narrow channel is preserved at the front of the
arrested tip of the crack (position 2in Fig. 3a). Thesize
of this channel can be reduced at a later stage (second
stage of healing) if afraction of remaining dislocations
isabsorbed in it as aresult of an external factor. In our
experiments, such stimulating factors were sample
heating and exposure to radiation in the optical wave-
length range, which affect the mobility of dislocations
and the resistance offered to their motion.

In the “rapid” healing stage, an important factor is
obviously the matching of the reliefs of the surfaces
coming into contact, which can be perfect.

In the case of considerable plasticity at thetip of the
crack, itsopening o is quite large (6 > 40 nm), and only
partial convergence of the opening banks is possible
due to the processes described above. An external force
action is required for the convergence of the surfaces
that are not juvenile any longer. After they comein con-
tact, rows of conventional and reanimating dislocations
can be seen on the surface of observation [4—6].

The presence of regions free of dislocationsin front
of the crack tip is ensured by the relation between the
friction forces confining dislocations to the slip band,
repulsive forces, and image forces.

Sample annealing activates healing processes due to
increasing mobility of dislocations associated with the
temperature dependence of friction stress.

On the other hand, the exposure to radiation in the
visible range leads to a change in the energy state of
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dislocations and stoppers and in the photomobility of
dislocations [7, 8]. The latter is a function of radiation
intensity and the spectral composition of incident light.
The simultaneous action of radiation and heating
enhances the healing effect.
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Abstract—A didocation-kinetic mechanism is discussed of amplitude-dependent internal friction and of the
similar temperature dependences of the microflow and yield stresses of a crystal. The similarity of these depen-
dences is shown to be due to the similarity of strain- (dislocation-) strengthening curves of the crystal in the
microplastic- and macroplastic-strain ranges, respectively. © 2000 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

In experiments on amplitude-dependent internal
friction (ADIF), it was established that, for microplas-
tic strains € ~ 10°-107°, the temperature dependences
of oscillatory stresses areidentical to those of the yields
at € ~ 10%-1073 for the same crystals [1-5]. The micro-
flow and macroflow stresses differ greatly in magnitude
(by one or two orders) in the same crystal, and the sim-
ilarity of their temperature dependencesisvery difficult
to interpret in terms of the models in which ADIF is
associated with dislocation hysteresis.

The best known of them is the Granato-Lticke
model, according to which dislocations break away
from their pinning points and then are again pinned at
the same points when the oscillatory stress becomes
lower during a cycle [6]. However, it has been clearly
demonstrated [4, 7, 8] that thismodel isonly of limited
usefulness. There is another (friction stress) model of
ADIF[7, 8], which agrees better with the experimental
data. In this model, dissipation of the energy of vibra-
tions is associated with the movement of dislocations
through large distances and their interaction with a
great number of point obstacles.

However, the friction stress model aso fails to
explain the similarity of the temperature dependences
of the microflow and macroflow stresses. Indeed, it is
almost unbelievable that, in one crystal, there are two
friction stresses (initial micro- and macroflow stresses)
having identical temperature dependences. Besides,
according to this model, internal friction should
increase with the concentration of impurity atoms in
the crystal, whereas, experimentally, ADIF decreases
with increasing impurity concentration [9].

In this paper, we propose a possible mechanism for
ADIF, using afairly simple dislocation-kinetic model.
In terms of this mechanism, we explain the temperature

and impurity concentration dependences of ADIF and
the similarity of the temperature dependences of the
microflow and macroflow stresses of acrystal.

1. THE PHENOMENOLOGICAL MODEL OF ADIF

The hypothesis that ADIF is associated with micro-
plastic deformation of the crystal had been put forward
by Davidenkov [10] even before the concept of adislo-
cation came into wide use in treating the plastic proper-
ties of crystalline materials. In this approach, the
applied stress ¢ is commonly assumed [1-5] to be a
power low function of the microplastic dislocation
strain g,

O = X )

where X4 and m are strain-independent parameters.
Substituting (1) into a general expression for the coef-
ficient of hysteretic internal friction [8]

20,

2E
O = —5{00%(200) - I Sd(o-)do-i| , (29)
(o !
we find the amplitude dependence of ADIF
_ m+1m 1|:|E|]
(o) = 2" ST & (2b)

where g, = 0,/E, and g, is the amplitude of oscillatory
stresses. The modulus defect (AE/E < 1) is given by
the expression
AE € E
=20 - B €)

=

1063-7834/00/4204-0706%$20.00 © 2000 MAIK “Nauka/Interperiodica’
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Therefore, 8, is proportional to AE/E [4],

m+1mM—1

r = 8/(AE/E) = 2" s

(4)

where the coefficient of proportionality r is dependent
only onthe exponent in (1). Relations (2b)—4) form the
basis of currently available phenomenological models
of ADIF and the modulus defect, which are consistent
with the experimental data[1-5].

Combining (2b), (3), and the relation g4 = r ., =
(0o/Xg)™, one obtains

O = Xa4 - (5)

Hence, the phenomenological model predicts that the
temperature dependences of the decrement in (2b) and
the microflow stress (5) are dictated by the temperature
dependences of the parameters x4 and m. Experiment
shows that, in most cases, the exponent min expression
(2b) for the internal friction coefficient is temperature
independent in a wide temperature range [1-5]; hence,
the temperature dependences of &, and g, in the same
crystal are controlled by that of the parameter 4. In a
number of cases, as was shown in [1-4], the tempera
ture dependence of g, can be approximated by an expo-
nential function

0o(T) = Xa(0)exp(-BT)eg ™, (6)

where x4(0) isthe value of ¥ at zero temperature and B
is aconstant.

At theinitial stage of macroplastic deformation of a
crystal, the stress g, is al'so a power-low function of the
strain g, (see below),

_ v
O, = Xp€p - )

Therefore, the temperature independence of the ratio
between the macroplastic and microplastic stresses

Up
- 9 _ Xe[fp_
" Oo Ej(stéJm ©®

is due to the similarity of the temperature dependences
of the coefficients x4 and X, entering the phenomeno-
logical relations (5) and (7), respectively.

2. A MICROSCOPICAL MECHANISM OF ADIF

A microscopic (didocation) model of hysteretic
internal friction and the yield should elucidate the ori-
gin of relations (1) and (7) with typical values of the
exponents equal to m=2-4[4] and explain the temper-
ature dependences of oscillatory stresses (6) and ADIF
decreasing in doped samples.

We will assume that the generation of dislocations
by their sources and multiplication of dislocations
through the mechanism of double cross glide (DCG) of
screw dislocations occur even in the range of micro-
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plastic deformations. In this case, the rate of increase of
the density of mobile dislocations p is given by the
kinetic equation [11]

(_j_e_nsu+u

at = 1. AP

wheret isthe time, u is the velocity of dislocations, n,
is the density of dislocation sources per unit area of a
glide plane, I isthe critical length for the operation of
a didocation source of the Frank—Read type, and A, is
the path that dislocationstravel between successive acts
of dislocation multiplication by the DCG mechanism.

With the left-hand side of (9a) written as dp/dt =
(dp/de)e, where € =bpuistheplastic strainrateand b
isthe Burgers vector, equation (9a) becomes

d_p = s + p

Pae ~ bl by

At the very initia stage of crystal deformation, the
increase of the density of dislocations is due to their
generation from dislocation sources. Keeping only the
first term in the right-hand side of (9b) and integrating
the equation, we obtain the dislocation density as a
function of the amount of plastic strain €,

2N o
b0 ©
But if the density of sourcesis low and multiplication

of didocations by the DCG mechanism is dominant in
(9b), we have

(%)

(9b)

p= (10)

€
p AL (1)

Under single-glide conditions, the flow stress due to
the Taylor interaction between dislocations opposite in
sign on adjacent glide planes is equal to o = apbp??,
where a isthe dislocation interaction constant and 1 is
the shear modulus. Substituting (10) and (11), we
obtain expressions (5) and (7), respectively, for the
stress as afunction of strain,

ng 4

O =Xe€ , Xg = apbgﬁﬂj : (12a)
2

0= X% xo=awEH . az)

The strain dependences of the dislocation density and
stress, similar to (10)—<12), were observed [11, 12] at
the initial stage of crystal deformation. The exponents
intermediate between (12a) and (12b) (o ~ €Y3) were
observed in the single copper crystals for strain
amounts ¢ = 10°-10° [13]. A didocation model
describing such a strain dependence of the stress was
proposed in [14].
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A power dependence similar to (5) and (7) was also
observed in the case of cyclic plastic deformation in
experiments on the mechanical fatigue of crystals for
cyclic-strain amplitudes € = 10°-107?; the exponent in
the fatigue strengthening law o ~ €5 was measured to be
s=0.2-0.3[15, 16]. It isof interest that small values of
swere observed when the oscillatory stress applied to a
crystal had no constant component. When the latter was
nonzero, the exponent increased and was aslargeas 0.5
[16]. In terms of the kinetic model proposed in this
paper for theinitial stage of plastic deformation of crys-
tals, this means that, in the case where the constant
component of the oscillatory stress is absent, the paths
traveled by disocations generated by dislocation
sources are not large enough for the dislocation multi-
plication to occur through the DCG mechanism. In the
presence of a constant stress component, the paths of
dislocations become larger and, hence, more favorable
to the operation of the DCG mechanism.

Thus, the power dependences of oscillatory-stress
amplitudes on dislocation strain [relation (1)] observed
in experimentson ADIF are not of the nature typical for
this type of crystal loading. The same power depen-
dences with exponents between 0.2 and 0.5 take place
under fatigue conditions and in the usua case of
deforming with a constant strain rate at theinitial stage
of plastic deformation. Therefore, in order to develop a
microscopic model of ADIF, one should refine some of
the assumptions forming the basis for the dislocation
models proposed earlier for hysteretic internal friction.

The first assumption is that no new dislocations are
generated in the process of ADIF, and, hence, dissipa-
tion of the energy of vibrations is associated with the
movement of the dislocations aready existing in the
crystal at the instant the oscillatory stress is applied.
Thisissuggested by the fact that, if the stressamplitude
does not exceed a certain critical value, the amplitude
dependence of the decrement shows no hysteresis and
the amplitude-independent component of internal fric-
tion remains unchanged after cyclic loading of the
crystal.

The second assumption is about the shape of dislo-
cations that perform reciprocating motion under the
action of oscillatory stresses. It is commonly assumed
that they are straight lines and their number remains
constant during a loading cycle. When the stress
changesits sign, the dislocations reverse their direction
of motion and displace in the opposite direction with
respect to their initial equilibrium positions.

Both assumptions provide no explanation for the
nonlinear, power-low dependence of the stress ampli-
tude on the amount of plastic strain [relation (5)]. This
dependence can be explained in terms of the kinetic
model based on (9)—(12). According to this model, the
application to acrystal of oscillatory stresses of even a
very small amplitude causes the generation of disloca-
tion loops from a number of efficient sources. The dis-
location loops expand to a certain size and then, as the
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oscillatory stress falls to zero, they contract (under the
action of the line tension) to a size depending on the
magnitude of the friction stress. When the applied
stress changes its sign, the dislocation loops collapse
(to zero radius) and then they are again generated dur-
ing the negative stress half-cycle. The cyclic dynamic
process of the expansion and contraction of dislocation
loopsinthe crystal and their interaction with each other
leads to hysteresisin stress—strain curves, which mani-
festsitself either inthe form of aDavidenkov hysteresis
loop [10] (in the presence of arestoring force dueto the
line tension of dislocations) or in another form (in the
absence of arestoring force) [4] if thefriction stressfar
exceeds the stress due to the dislocation line tension.

Since this dynamic process is not accompanied by
irreversible accumulation of dislocationsin the crystal,
it does not give rise to hysteresis in the amplitude
dependence of internal friction. However, when the
amplitude of oscillatory stress becomes large enough
for the dislocation multiplication to occur through the
DCG mechanism during the expansion of dislocation
loops[17], dislocationswill be accumulated intheform
of immobile didocation dipoles, which will not take
part in the dissipation of the energy of vibrations. The
density of mobile dislocations also increases in this
case, but the increase is not large enough to giveriseto
a noticeable hysteresis in the amplitude dependence of
the decrement of vibrations, because the magnitude of
the applied stressis small. The situation is reversed for
large amplitudes of vibration, corresponding to the
yield of the crystal, where large-scale multiplication of
dislocations occur in the form of broadening slip bands
[17, 18].

In the experiments on ADIF, dislocations travel
large distances during a cycle of vibration. This was
demonstrated in [19] in experiments oninternal friction
in polycrystalline copper, where it was established that
the decrement becomes sensitive to the size of crystal-
lites when the latter is less than 80 um. The microflow
stress increases with decreasing grain size, whereas
internal friction, on the contrary, decreases. This agrees
well with the kinetic model, according to which, if the
paths of dislocations are restricted to the grain size d
[i.e., Aq=din(12b)], we have s~ d¥2 and, hence, o, ~
d-2 [20] (Hall-Petch relationship) and &, = d™?. Tak-
ing the paths of dislocationsto be of the order of 80 um
and the Burgers vector to be 0.3 nm, we obtain that the
density of dislocations corresponding to the microplas-
ticstrain gy = 1071102 in experiments on internal fric-
tion should be equal to p = g4/bA = 1—10?cm?, which
isfar less than, for instance, the density of growth dis-
locations in copper, po = 10°-10° cm=2[21]. This means
that, under ADIF conditions, only a small proportion of
all didocationsand, hence, asmall fraction of the crystal
volume are involved in the process of dissipation of the
vibration energy. At the values of the microplastic strain
indicated above and frequencies w = (10-100) kHz, the
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average microplastic strain rate €4 = wg, is of the same

order 10°-10- s as under conditions of macroplastic
strain. These results should be taken into account in
quantitative evaluations of the absolute magnitudes of
ADIF and microplastic stresses.

3. THE SIMILARITY LAW
OF THE TEMPERATURE DEPENDENCES
OF STRESSES

Asindicated above, the temperature dependences of
the decrement &, and microplastic stresses g, are dic-
tated by the temperature dependence of the parameter
Xgq Or, according to the microscopic model of ADIF
under consideration, by the temperature dependences
of the parameters I and A, in expressions (12a) and
(12b). Substituting (12a) and (12b) into (2b), we obtain,
respectively,

e
On(€o) = %«ans—n (133)
On(€o) = 327325%5 (13b)

where f3 is the fraction of the crystal volume involved
in the process of dissipation of the energy of vibration.

In experiments on akali halide crystals, it was
found [17] that the coefficient of didlocation multiplica-
tion by the DCG mechanism (bA.)™ increases Iinearly
with the friction stress o; = 0* + 0., where o* is the
friction stress component due to thermally activated
motion of dislocations (dependent on the temperature
and strain rate) and o is the friction stress component
associated with the presence of athermic obstacles to
the motion of dislocations. One can write an empirical
relationship between A, and o; in the form

As = gsc%fb,

(14)
where g, = (1-2) x 10%. As for the temperature depen-
dence of thecritical length for the operation of aFrank—
Read sourcel, it wasfound, by modeling the operation
of a dislocation source in the field of thermally acti-
vated obstacles and athermal ones [22], that the time
length for the operation of a source is temperature
dependent. Therefore, the stress and the critical length
for the operation of asource al so depend on the temper-
ature, and one can write

lp = ch%b, (15)

where gg = 3-5.

Thus, according to our model, the dependences of
ADIF and vibration amplitudes on the temperature,
strain rate, and concentration of obstacles are deter-
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mined by the dependence of the friction stress o; on the
temperature, strain rate, and concentrations of thermic
(c) and athermic (C) obstaclesto the dislocation motion
(o; ~ c"and o; ~ C" with n = 0.5-1 [23]). Therefore, if
the mechanisms of microflow and macroflow of acrys-
ta are identical (generation of didocations from
sources or multiplication of dislocations through the
DCG mechanism), the coefficient I, defined in (8), will
be temperature independent,

_ rfort™
M EtpD’

and the similarity law of the microflow and macroflow
stresses will take place. Otherwise we will have p Z m
in (8) and, as is seen from (12), the similarity of the
stresses will be absent. Experimentally, both the situa-
tions occur [1].

As for the temperature dependence of the friction
stress and of the microflow and macroflow stresses in
theform of (6), o ~exp(—BT), itisof importanceto elu-
cidate the origin of this non-Arrhenius dependence,
because, in the cases where experimental data are
closely approximated by a dependence of thistype, the
fairly radical inference is made that the dislocation
movement in crystals is due to thermal vibrations of
atoms, rather than to thermal fluctuations [24].

This form of the temperature dependence of the
microflow and macroflow stresses is the consequence
of the approximation of the stress dependence of the
plastic strain rate by a power-low function

Ocd“

s—sVDG

(16)

(17a)

where m, = H /KT, H, is a constant with dimensions of
energy, k isthe Boltzmann constant, and o isthe criti-
cal stress above which the plastic deformation begins.
Indeed, it follows from (174), that

_ O _ oy
H(0) = Holn—- = kTin=, (17b)

C
0 = oc+0.exp(-BT), B = (K/Hp)In(g,/€). (17c)

Although logarithmic dependences of the activation
energy H onthe stress occur in theory of thermally acti-
vated motion of dislocations, they refer to special cases
and cannot be associated with empirical relations (17),
universal in some sense.

As indicated in [25], this universality is due to the
fact that, in the cases where dislocations have to over-
come fairly high athermal barriers for their thermally
activated movement to begin (as, for example, in the
Orowan process of pushing dislocations through a sys-
tem of particles or precipitates), the stress dependence
of the activation energy hastheform H(o) = H(o — o),
where o isthe critical stress for overcoming the barri-
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-7 | |
10 01 1
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Fig. 1. Stress dependence of the plastic strain rate in the
absence (curve 1) and presence (curve 2) of athermic obsta-
clesto thermally activated motion of dislocations.

o/a(0)
| (@)
0.5F 2
1
1 1 |
1 (b)
2
0.5
1
-1 1 1 1
10 0 0.5 1 1.5
T/T,

Fig. 2. (a) Temperature dependences of the microflow and
macroflow stresses as given by (12a) (curve 1) and (12b)
(curve 2) and (b) the same dependences at the semilogarith-
mic scale.

ers. This expression can be represented in a more gen-
eral form [25]

H = Hc[l—MﬂT,

0o O (18)
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whereO<p<land1l<q<2. Substituting (18) into the
Arrhenius equation for the plastic strain rate, we obtain

€ = g,exp[-H(0)/KT]. (29)

Figure 1 presents log-og plots of the € (o) depen-
dence given by (19) for the athermal stress o equal to
zero (curve 1) and for o = 0.10,, (curve 2). The calcu-
lation is performed for the parametersH /KT =40, €, =
10’ st, p=1/2, and g = 3/2. It is seen that, in the case
of anonzero critical stress, aloge —logo curve can be
closely approximated by a straight line; hence, it is
described by the power law of (17d), even though the
dislocation movement is determined by the Arrhenius
law (19).

It follows from (18) and (19), that the temperature
dependence of the friction stress has the form

0(T) = 0c+ 0 [1—(TIT) """,
T. = HJ/kIn(g,/€).

Substituting this expression for o; into (14) and (15)
and the results into (12a) and (12b), respectively, we
obtain the temperature dependences of the microflow
and macroflow stresses of the crystal. Figure 2a shows
these dependences for the stresses normalized to their
value o(0) a T = 0 and for the values of parameters
p=212, gq= 32, and o./c. = 0.04. Figure 2b shows
logo—T plots of the same dependences. It is seen that
the curves can be approximated by the exponential
dependence (17¢), which isoften donefor experimental
data. Clearly, the possibility of such an approximation
does not necessarily mean that the mechanism of dislo-
cations overcoming barriers has nothing to do with
thermal fluctuations [24].

Substituting (14) and (15) into (13b) and (13a),
respectively, we arrive at the result that the coefficient
of internal friction varies in inverse proportion to the
friction stress,

(20)

_ A OM _ 2Bgs
6h - Asﬂ).f 0» As 302, (21a)
_ A OM[L3 12Bge
% = A 0o AT @D

Therefore, the temperature and concentration depen-
dences of ADIF are dictated by the corresponding
dependences of the friction stress (20). Hence, the
internal friction coefficient decreases with increasing
concentration of impurity atoms, in accordance
with [9].

CONCLUSION
Thus, we have shown that, if the physical mecha-
nisms of dislocation strengthening in the process of
microflow and macroflow of acrystal are identical, the
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similarity of the temperature dependences of the corre-
sponding stresses will be observed. In this case, the
scaling factor (8) is determined by the amount of strain.
For instance, at €,/g4 = 10" and p = m = 24, we have
M = 10-10% The absence of the similarity does not
imply that the physical mechanisms of micro- and mac-
roflow of the crystal are radically different, but it
merely meansthat, at agiven crystal structure, different
mechanisms of multiplication or interaction of disloca-
tions operate in the processes of microflow and macro-
flow. The didlocation-kinetic model considered in this
paper allows one to consistently explain this fact and
the effect of factors determining the magnitude of
ADIF.
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Abstract—Necessary conditions are determined under which elastic surface shear waves can exist in acrystal
with magnetic long-range order, even if no account is taken of the magnetic dipole—dipole interaction, in both
the case of the mechanically free surface of the crystal and the case of an acoustically continuous interface
between the magnetic crystal and a nonmagnetic medium. © 2000 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

Itiswell known that, in terms of both the crystal-lat-
tice dynamics and the elastic-continuum theory, the
mechanically free surface of a half-space of an elastic
medium can be considered as a local distortion of an
infinite perfect medium [1]. In this case, a surface
acoustic wave (SAW) propagating along the crysta
boundary can be treated as a localized vibration mode
of aninfinite crystal with a planar defect [2]. The prob-
lem of existence and uniqueness of solutions to the
equations of the elasticity theory in the form of SAWs
has been anayticaly solved for a mechanically free
surface [3-5], as well as for a loaded boundary of a
nonmagnetic crystal [6]. In particular, it was shown
that, in the case of the mechanicaly free crystal sur-
face, a SAW can propagate in any direction except a
few certain ones. For the latter directions, the boundary
conditions are fulfilled for a pure shear bulk wave, and
the problem of existence of SAWs should be solved
separately in this geometry; the bulk elastic wave is
unstable and transforms into a SAW even when the
boundary conditions are varied only slightly. An exam-
pleistheformation of awave of the Bleustein—Gulyaev
type when allowances are made for the piezoelectric [ 7,
8] or the piezomagnetic [9, 10] interaction in the crys-
tal, or the formation of a Love wave in the case where
the surface of a semi-infinite crystal (medium 1) isin
hard acoustic contact with the surface of a layer
(medium 2) and the elastic constants of the media sat-
isfy the condition

S1 > S21 (1)

where s; and s, are the velocities of an elastic shear
wave in unbounded media 1 and 2, respectively. If the
inequality opposite to (1) takes place, only the
Bleustein—Gulyaev mechanism will govern the for-
mation of an elastic shear wave, with its wave vector

k ||x and particle displacements u || z, propagating near
the mechanically free surface of a semi-infinite
medium or near the acoustically continuous interface
between media 1 and 2 (no matter how thick the layer
of the nonpiezoelectric insulating medium is) when an
external electric field E || zis applied along the z axis
paralel to the interface. (The coordinate system is set
with the y axis along the normal n ||y to the surface of
semi-infinite medium 1.)

Thisisaso truein the case of the mechanically free
boundary of a magnetic medium, or the acoustically
continuous interface between a magnetic and a non-
magnetic insulating medium, if the temperature T is
higher than the Curie temperature T, an external mag-
netic field H is applied along the z axis paraldl to the
interface, and, in addition, k || x, u ||z||H, and n || y. At
T < T, the magnetic long-range order significantly
affects the spectrum of surface shear wavesin the mag-
net as compared to the spectrumat T > T.. Thiswasfirst
shown by Parekh in [11], where the formation of shear
SAWSs was studied in a half-space of a ferromagnetic
medium with amechanically free surfacein the case of
kK||x,ullz][H]IM,andn ||y, H,and M aongthezaxis
(here, M = My is the saturation magnetization). The
Parekh SAW, aswell as the Bleustein—-Gulyaev wave at
T > T, isacombination of two partial waves when the
magnetic dipole—dipole interaction and the magne-
toelastic coupling are taken into account. However, ina
ferromagnet with M, # 0 (M Ok; M O n), the disper-
sion relation for the Parekh wave w(k) (M O kp) has
several branches and w(k-) # w(—ko); that is, thereisno
reciprocity with respect to the inversion of the propaga-
tion direction.

To elucidate the mechanisms of the formation of the
Parekh SAW, let us consider the basic relations [12]
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determining the spectrum and spatial structure of this
wave

(’ome((’o — S(’o+)((’o + S(’o—)

(W — 5W)[ W — 0p(Wo + Wy — )]

o 2
w. = [0o(wyp + 200)] ™ £ Wy
+ 2 ]
2 _ 2
% - (1-a?) Wo(Wp + Wy) — W N 3)
s ko W (g + Wy — Wpe) — W

Here, wpg = (20 + w\)/2, s=k/ Ko, 0y = 0, + @y +
Whe W, 1Sthe “activation frequency” for the FM R spec-
trum due to uniaxial magnetic anisotropy, wy, =gH, W
is the magnetoelastic gap, wy, = 4g1M,, g is the gyro-
magnetic ratio, M, is the saturation magnetization, and
5 isthe phase velocity of an elastic shear (SH) wavein
the unbounded medium at T > Te.

The structure of the amplitude of the magnetostatic
potential in nonmagnetic medium 1 (y < 0) and mag-
netic medium 2 (y > 0) is presented as

O, = [Agexp(iwt—a; ,Kay)

. . . (4)
+ By ,exp(iwt — By ,kpy) ] exp(iwt —ikox),

In (4), we have a; =-1 and 3, =B, =0 for y > 0, and
B,=1and a, = a is determined from (2) for y < 0.
Analysis of (2)—(4) shows that the elastic surface shear
wave calculated by Parekh in [11] differsin properties
from the Bleustein—-Gulyaev wave at T > Tc. Indeed, in
the paramagnetic phase (T > T.), the formation of the
Parekh wave at H, # 0 is due to the hybridization of the
magnetic dipolar and magnetoel astic interactionsin the
vicinity of the planar crystal surface, whereasat T < Tg,
thiswaveisnot delocalized (a # 0) even when the mag-
netic dipolar interaction is absent, as is seen from (2)—
(4), in which we should formally put 41t equal to zero
in order to go to this limit. At the same time, going to
the analogous limit in relations for the spectrum of the
Bleustein—Gulyaev wave leads to the delocalization of
this surface wave (o« — 0) at T > T and in the same
geometry (H ||z, kg || %, and n || y).

L et us elucidate why the spontaneous magnetization
of acrystal M ||H || zleads to the formation of a SAW
(nOu||H Okg) onthe mechanically free surface of the
magnet even if the magnetic dipole—dipole interaction
is not taken into account. For the geometry indicated
above, we can write the following system of dynamic
equations [12] describing the propagation of an elastic
shear wave u || z of afrequency w, coupled with a spin
wave, in a ferromagnet in the magnetostatic approxi-
mation (B,, is the magnetostriction constant and ¢, is
the elastic constant):

. Byou, wyo
iom, = Q)Omy+g_44_z+ _M_(pz’
My 0y 4t oy
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The boundary conditions at y = 0 have the form (o is
the elastic stress tensor)

09, ,

_ 0@,
q)l - (pZ’ ay .

N ©

Anaysisof (5) and (6) in the formd limit of 4t— 0
shows that a shear SAW is formed on the mechanically
free surface of the ferromagnet even in the absence of
the magnetic dipole-dipole interaction; this is because
the magnetic medium possesses acoustic activity in the
plane of propagation (xy) of the elastic SH wave (in the
geometry under consideration). It is easy to verify that
the spectrum of this surface wave has no symmetry
with respect to the inversion of the propagation direc-
tion [w(kp) # w(—K-)] and consists of severa branches

separated by gaps.

Passing to another formal limit asB,, — 0in (2)—
(6), that is, neglecting the coupling between the spin
and elastic subsystems, we obtain (for the same mutual
orientation of the vectors n, M, and k) the dispersion
relation for the magnetic surface TE-type polariton
(Damon—Eshbach wave) in the magnetostatic approxi-
mation.

Thus, the Parekh two-partial surface acoustic wave
[11] isthe result of hybridization between two types of
partial surface excitations in the magnetic gyrotropic
crystal, namely, the magnetic surface TE-type polariton
and the shear surface SH wave (with no magnetic
dipole—dipoleinteraction). Infact, the Parekh wave[11,
12] is a particular case of the surface phonon—magnon
TE-type polariton that originates from an acoustic,
rather than optical, phonon.

However, the efficiency of this mechanism of the
transverse-phonon localization is rather low in ferro-
magnets because of the relative smallness of the mag-
netoelastic effect as compared to that of the magnetic
dipole—dipole interaction. At the same time, it is well
known [13] that, in antiferromagnets (AFMs), the
exchange interaction enhances the magnetoel astic cou-
pling and weakens the magnetic dipole-dipole interac-
tion, so that the above-mentioned (nonmagnetodipolar)
mechanism of the formation of a shear SAW may be
important in these materials. The conditions under
which the magnetic surface TE polaritons are formed
and propagate in AFMs of the easy-axis type in the
absence of the magnetoelastic coupling were investi-
gated in detail in [14-16] with and without allowances
made for electromagnetic retardation effects.

Oy = 0, 4mm,, =
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There are alot of papersin which the conditions for
the formation and propagation of shear SAWSs in anti-
ferromagnets were analyzed (see, e.q., [12]). However,
inall of them, anumber of restrictive assumptions were
made: (1) Only the magnetodipolar mechanism for the
formation of two-partial shear SAWSs (Bleustein—
Gulyaev mechanism) was treated in them. (2) The
SAW spectrum was analyzed under the assumption that
the wave frequency w satisfies the condition

W < Wapm, (7)

where wypy 1S the AFMR freguency. Hence, the calcu-
lations are valid for high-temperature AFMs (T > Tp,
where T, and T are the Néel and Debye temperatures,
respectively [17]) for any value of the wave number k-,
whereas in the case of low-temperature AFMs (T > Ty
[17]), theresults of [11] aretrue, because of (7), only in
the range of small wave numbers as compared to Ky,
(Kmpn s determined from the conditions for the magne-
toacoustic resonance). (3) The effect of gyrotropy on
the formation of a shear SAW has not been considered
in al of those papers. (4) The case of a mechanically
free surface of the magnet was only investigated.
Finaly, (5) caculations were made for the case of a
half-space of a magnetic material rather than for an
actual magnet of afinite size.

In this paper, we neglect the magnetic dipole-dipole
interaction in AFMs, becauseit issmall as compared to
the magnetoel astic coupling, and investigate the local-
ization of transverse phonons due to mechanisms other
than the magnetodipolar onein thevicinity of either the
mechanically free surface of a low-temperature AFM
or the acoustically continuous interface between alow-
temperature AFM and a nonmagnetic medium. We
assume that the elastic parameters of the magnetic and
nonmagnetic media are such that inequality (1) takes
placeat T > Ty, with medium 1 being nonmagnetic and
medium 2, antiferromagnetic.

In Section 1 of this paper, we present the basic equa-
tions and formulate the corresponding boundary-value
problem. In Section 2, in an exchangel ess approxima-
tion (ignoring the nonhomogeneous exchange interac-
tion), we analyze nonmagnetodipolar mechanisms of
the formation of a shear SAW and its dispersion prop-
erties in the case of a semi-infinite low-temperature
AFM inacollinear phase. The dependence on an exter-
nal magnetic field, which is assumed to be applied
along the easy axis paralel to the surface of theAFM is
investigated. We consider both the case of the mechan-
ically free AFM surface and the case where this surface
is in continuous acoustic contact with a nonmagnetic
film of afinite thickness. The effect of thefinite sizes of
amagnet and its nonmagnetic cover on the spectrum of
shear SAWSs under study is analyzed in Section 3. The
dispersion features of these SAWSs associated with the
nonlocal nature of the Heisenberg mechanism of the
spin—spin exchange and with dissipation processes are
also discussed in that section. Finaly, in the last sec-
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tion, we formulate the main conclusions reached in this
paper.

1. THE BASIC EQUATIONS

We consider a two-sublattice AFM of the easy-axis
type with sublattice magnetizationsM; and M, (|M 4| =
[M,| = M,) and with the easy axis being along the z axis.
The magnetoelastic and elastic properties of both the
magnetic and nonmagnetic media are assumed to be
isotropic for simplicity. To describe the AFM, we use a
phenomenological model that takes into account the
coupling between the spin and elastic subsystems but
ignores the nonlocal Heisenberg exchange. In terms of
the ferromagnetism (m) and antiferromagnetism (1)
vectors, the energy density W of the AFM can be writ-
tenintheform [13, 17]

W = W+ W+ W,

W, = 2M2 Eém +3 (DI) —BI —2m &

1
\ )
Wme = ylilkuik; We = éuﬁ + uuizk;
_ M +M;, _M;-M,
To2M, T 2M,

where u, is the elastic strain tensor; H is an external
magnetic field; o, a, and y are the homogeneous
exchange, nonhomogeneous exchange (exchange stiff-
ness), and magnetostriction constants, respectively; A
and | are Lamé's constants; h = H/2M,; and 3 > 0isthe
uniaxia magnetic anisotropy constant. In what follows,
we assume that

Im[ < Il 9)

It can be shown [17] that, under the assumption of
(9), both the linear and nonlinear spin dynamics of the
magnet are described, in the model under consider-
ation, by aclosed system of dynamic equations involv-
ing only the antiferromagnetism vector | and the lattice
displacement vector u. In the collinear phase of the
easy-axisAFM with | ||H || z, the spectrum of normal
magnetoelastic vibrations with k lying in the xy plane

and u || zhastheform (K = K} + k)
W = SKH;
= (0" —0p+wh—ck’)

(10)

x (W7 — 0 + WE — Wl — €2K%) — 4Pl )A™,

2 2 2 2 2,2 2 2
A= (W —wy+w,—Ww,,.—CcK)—4w wy,

where W, is the magnetoelastic gap, wy, is the “activar
tion frequency” of the spin-wave spectrum due to the
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uniaxial anisotropy, and wy = gH (g is the gyromag-
netic ratio).

Since our interest here is with the magnetoelastic
dynamics of a thin magnetic film, the system of
dynamic equations should be supplemented by the cor-
responding boundary conditions. If a film is covered
with a metal layer on both sides and magnetized in its
plane, the spectrum of its surface exchangeless spin
oscillations (magnetostatic surface spin waves) is well
known to be dispersionless [18]. For this reason, we
will consider ametal-magnet interface in what follows.
If the metallic overlayer isvery thin (k-.D < 1, where D
is the overlayer thickness), its influence on the elastic
properties of the magnet can be neglected [19] and the
interface can be considered as a mechanically free sur-
face of the magnet. In this case, we have (& is the coor-
dinate along a normal to the interface)

on =0; & =0. (11)
But if the surface of the magnet (medium 2) isin con-
tinuous acoustic contact with a nonmagnetic metal and
the condition k;D < 1 is not fulfilled, the boundary
conditions at the interface can be written as

1) — 42, ® - @3
O’ = Ojc, U =,

& =0. (12)
In both the case of the mechanically free surface of the
crystal and the case of the interface between two half-
spaces, the e astic wave will be localized in the vicinity
of this planar defect if, in addition to (11) or (12), the
following condition is met:

U, (§ —= +00) —= 0. (13)
In what follows, wewill separately consider the case of
a half-space of a magnetic medium and the case of a
thin magnetic film covered with anonmagnetic layer on
one or both sides. We shall also analyze the conditions
under which a shear SAW isformed by a nonmagneto-
dipolar mechanism, even in the exchangeless limit
(c — 0) in the vicinity of the mechanically free sur-
face of a magnet or near the acoustically continuous
interface between two (magnetic and nonmagnetic)
media.

2. A HALF-SPACE OF A MAGNETIC MEDIUM
(EXCHANGELESS APPROXIMATION)

From (13), one can obtain an expression for the
component of the wave vector normal to the surface,

0, = aky (k, = ké (1-0?).Atn||yand kg ||x, we have

2
W
= 1-—=2—

>0,
STkAp

(14)
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Therefore, the wave under study isapartial onein both
the magnetic and nonmagnetic media; in nonmagnetic
medium 1 (y < 0), we have q; = —k-, while in magnetic
medium 2 (y > 0), g, isdetermined from (14). Thus, we
have

U o = AgeXp(—0; oY) exp(iwt —ikgx). (15)

In both the case of the mechanically free surface of a
magnet [with boundary conditions (11) and (13)] and
the case of the interface between two (magnetic and
nonmagnetic) half-spaces with boundary conditions
(12) and (13), the dispersion relation for the transverse
elastic surface wave has the same form,

W = STH(KS ~ ). (16)

However, using (13), for the mechanically free surface
of the magnetic half-space, we obtain

 200WheWy

A

whereas in the case of the acoustically continuous

interface between the magnetic and nonmagnetic half-
spaces,

a = —§L'lui>0, My (17)

o = atSte S g (18)

with a = py,/g,. The limit case of a mechanically free
surface, given by (17), can be obtained from (18) by
putting the shear modulus of the nonmagnetic medium
M equal to zero.

Using (16)—(18), the dispersion relation of the shear
SAW under study can bewritten asky = ko(w) for u; #0
and H, # 0; namely,

W'y’ —(a+sp,)’
s H
Analysis of (19) shows that, if no account is taken of
the magnetic dipole-dipole interaction, the shear SAW
on the mechanically free surface of a low-temperature
AFM in acollinear phase is delocalized when [H| = 0.
As is seen from (15)—(19), in the case of the magnet
being in continuous acoustic contact with a nonmag-
netic dielectric medium, the shear SAW is formed, in
the geometry under consideration, even in the absence
of amagnetic field H ||| || z The important features of
the spectrum of the SAW [relations (17)—(19)] under
study forming on the magnetic—-nonmagnetic medium
interface are as follows: (i) The frequency spectrum
consists of several bands separated by gapswhen H, # 0.
(ii) The spectrum is asymmetric with respect to the
inversion of the propagation direction, w(k-) # o(—k-),
if H,# 0. (iii) A dispersion curve of the SAW, described
by (19), has end points k; = kyat which a(kp) = 0.

If the acoustic retardation isignored, (a — 1) and
H, # 0, the SAW under study is dispersionless; that is,

K =

(19)
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w(ky) = const. The frequencies can be found in an
explicit form to be

Q, = wytswy (M =0), (20)

2
a
Q, = B»Sw’fnemgu sy (1%0).  (20)

In the case of the nonmagnetic medium having afinite
thicknesst < o and its outer surface being traction-free,
expression (18) for a isreplaced by another one, appro-
priate for the case of afinitet,

atanhkpqt + sy, S
u

The spectrum of the SAW localized on the interface
between the low-temperature AFM and the nonmag-
netic metal layer can be found, as before, from (14)
combined with (22). However, now, the spectrum can-
not be analytically represented in the form k5 = ky(w),
asin (17)—(19), for arbitrary values of the wave num-
ber k.

In the short-wavelength limit, the dispersion rela-
tion for the SAW under study can be found in an
explicit form from (16) and (22) in the elastostatic
approximation (o — 1). Theresultis

2 _ 2 2 atanh(th)
Q2 = 00+ CneT o ah(k D)

Thus, even in the case of a magnetic half-space
where both the magnetic dipole-dipole interaction and
acoustic retardation are neglected, the presence of a
nonmagnetic overlayer leads to dispersion of the spec-
trum of the shear SAW under study in the short-wave-
length limit. The dispersion is determined by the mag-
netoelastic and elastic parameters of the acoustically
rigidly bound magnetic and nonmagnetic media.

Now, |et us consider the effect of the thickness of the
magnet on the spectrum of the shear SAW. For this pur-
pose, we investigate the propagation of the SAW in the
same geometry (H ||u ||z n ||y, and k || X) in afilm of
athickness d of an easy-axisAFM in a collinear phase
(I [| H || 2 described by expressions (8). The film is
assumed to be covered with a nonmagnetic overlayer
on either one or both sides. As before, the elastic
parameters of the magnetic and nonmagnetic mediaare
assumed to be such that inequality (1) takes place with
a large margin and, hence, shear elastic waves can be
considered as propagating with an infinite velocity in
the nonmagnetic medium.

0. (22)

(23)

3. A MAGNETIC FILM.
NONHOMOGENEOUS-EXCHANGE EFFECTS

Let us consider a film of a low-temperature AFM
under conditionsH ||1 || z kg || X, and n || y. On both
sides, the filmis covered with nonmagnetic metal over-
layers of thicknessest and f, respectively, which arein
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acoustically continuous contact with the film. If both
the outer surfaces of this three-layer structure are trac-
tion-free, one can write the following equation for a,
using (11), (12), and (17):

n’a® + pa(tanh(kat) + tanh(k, f)) coth (ark,d)

—sap, (tanh(ket) — tanh (k- ) — 5 (24)

+a’tanh(k.t) tanh (k. f) = 0.

Thus, in the case of an AFM film covered with non-
magnetic layers on both sides, the dispersion relation
for the shear SAW isfound solving the set of equations
(14) and (24). From (24), it followsthat (i) the spectrum
of the shear SAW under study is asymmetric with
respect to the inversion of the direction of propagation
in the case where H, # 0, 4, # 0, and t # f, and (ii) the
dispersion curve may have segments with dw/ok, =0 at
k- # 0. Expression (22), valid for the case of amagnetic
half-space covered with a nonmagnetic overlayer, is
obtained from (24) by going to the limit askd —» o
and k,f — 0.

Analysisof (14) and (24) showsthat, when the spec-
trum described by dispersion relation (24) becomes
symmetric (namely, when H,=0att#f, or H,Z0 at
t =f), the spectrum of the shear SAW under study has
the following explicit form in the elastostatic approxi-
mation (o« —= 1):

Q= R+l REB o s,
At /B+1
A= g(tanhkmt + tanhkg f ) cothk-d,

. (25)
B = %((tanhkmt + tanhks, f )2coth®k.d
— 4tanhk ttanhko T ):
2 _ Pl [Pi Dllz — —
Ql = F+I-PH , H,=0 t=f,
P, = (1+ R+ Ry) ™ (2(wh + wfy) — Ry e

+2(Ry + Ry) (w5 + We + 605)),
P? = (1+R,+R,) " ((w§— )+ Ry(e — wfi) (26)
X (005 — Whre + Wh) + Ro(00F + Whe + 0)),
R; = 2atanhkjtcothkd,
R, = a’tanh’k.d.

Thus, if the surface of the magnetic film is mechan-
ically free or the film is covered with nonmagnetic
overlayers on both sides, the spectrum of elastic shear
surface waves consists of two branches.
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In the case where H, # 0 and t # f, the spectrum of
the shear SAW can be found from (14) and (24) in the
form k5 = ko(w) in thelimit askt — o and ko f —= 0;
namely,

1, A+1

2
In A = 3 T H

A-1 HZ
The structure of the spectrum of the SAW under
study is very sensitive to the elastic boundary condi-
tions at the free surfaces of the nonmagnetic overlayers.
For example, if the outer surface of the nonmagnetic
layer of thethicknesst (or f) of the three-layer structure
isrigidly fixed(u=0)andt#f, | ||H ||z kg ||x n ||V,
then the expression for a that, in combination with
(17), describes the spectrum of transverse phonons
localized on the magnetic—nonmagnetic layer interface
has the form of (24) with tanh(k-t) and tanh(k-f) being
replaced by coth(k-t) and coth(k-f), respectively.

kg =

=54 27

So far, we have ignored the acoustic retardation in
the magnetic film and the nonmagnetic overlayers. If
we take into account that s, ; < o, the dispersion rela-
tion for the shear SAW in the thin magnetic film with
nonmagnetic overlayers on both sides will still have the

form of (24) with o = 1 —w?/(sk)? and with tanh(kt)
and tanh(k;f) being replaced by a,tanh(a,k:t) and
a,tanh(a, ko f), respectively, where a? = 1 — /(s k)%
It follows from (24) and (29), that acoustic retardation

[duetowhich 0 < (a?, af) < 1] leads to the occurrence
of end points a(k-) = 0 at k; = ky(for s; <'5) in each of
the two branches of the dispersion curve of the SAW
under study. The position of the end points is indepen-
dent of the relative thicknesses of the magnetic and
nonmagnetic layers (t/d and f/d). Thus, if s, < s, the
SAW under study exists only at k; > k# 0.

Besides, it follows from (24) and (29), that the
finiteness of the velocity of elastic waves leads to the
change over of the asymptotic form of the spectrum in
the vicinity of the point of condensation krj(as com-

pared to the case of a, a; — 1) from an exponential
to apower form (as kod — ).

To this point, we have ignored the nonlocal charac-
ter of the Heisenberg spin—spin exchange (nonhomoge-
neous exchange interaction) and considered (16) in the
limit as ¢ —= 0. Analysis of (14) shows that, at ¢ # 0,
an elastic shear wave with u || zin the magnetic medium
is a combination of three partial waves, and the spatial
dependence of the z component of the elastic displace-
ment vector u in (magnetic) medium 2 has, rather than
(15), theform

3

U, = ZA,-eXD(—q,-y)eXp(iwt—ika),

=1

(28)

PHYSICS OF THE SOLID STATE Vol. 42 No. 4

2000

717

where g; = k3, and g5 5 aretheroots of the equation
d'—Aq"+B = 0,

A = (2(W—wh =) + Whe)C 7, (29)

2 2 2y, ~2 2 2\ 4

B = (—wy —0)(Wo— Wy + Wipe)C -
. ~2 2 2
with wy = wy + ks,

Thus, the partial wave with g = k2 is the shear
SAW under study. Over the ranges of frequencies wand
wave numbers k- in which we have g5 ; < 0 (j = 2, 3),
the nonhomogeneous exchange interaction causes the
SAW under study to be an outgoing wave, for the atten-
dant partial waves in (29) become bulk (sinusoidal)
ones. The latter waves make an oscillatory contribution
to the dispersion relation F(w, k) = 0 that describesthe
spectrum of the shear SAW under study including the
effect of the nonhomogeneous exchange. Physically,
these waves are bulk spin exchange waves. In the par-
ticular case of a magnetic film of a thickness d, the
spins are absolutely free at both the surfaces of the film
(0l/0¢ =0 at & = 0, d); in the range of small wave vec-
tors (kyd < ivid, v = 1, 2, ...), their dispersion law can
be written in an explicit form

2 2
02 =l O 7 al
2v,3v 2 -0 4 2|:| )

Ty = 2(wp, + WR) + We, (30)

2 2 2 2 2
T2 = (wOV _wH)(wOv + wme+ wH)!

where w5, = w2 + c(k? + (mtvi2d)2. At the same time,
the dispersion relation for the SAW in the long-wave-
length limit is still given by (24) if the outer surfaces of
the nonmagnetic overlayers are mechanically free.

A comparison of (30) and (24) shows that these
spectra have degeneracy points at Q, > min(Q,, Q3,)
and k5 # 0, in the vicinity of which repulsion between
the dispersion curves occur and frequency gaps arise.
The physical picture described above is qualitatively
similar to that observed in the case of nonhomogeneous
Spin—spin resonance between a Damon—Eshbach mag-
netostatic surface wave and bulk spin waves (see, e.g.,
reviews [20, 21]). Calculations show that the analogy
takes place even if dissipation isincluded. In particular,
the line width of the SAW under study may oscillate as
the wave number k is varied.

CONCLUSION

Thus, the investigation performed in this paper
showsthat, at T < T, in contrast to the case of T > Ty,
the formation of a shear one-partidl SAW near the
surface of a magnetic medium is governed by nondi-
polar mechanisms owing to the presence of the long-
range order in the magnet. In particular, it is found that
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(i) a one-partial SAW is formed on the mechanically
free surface of a magnet, as well as on the acoustically
continuous interface between a magnet and a nonmag-
netic medium, if an external magnetic field is applied
along the normal to the plane of propagation of the elas-
tic shear wave with u ||H O n (acoustically active crys-
tal), and (ii) a one-partial shear SAW with u 00 n and
u Okpisformed on theinterface between amagnet and
a nonmagnetic medium rigidly bonded to each other if
[H| = 0. Inthelatter case, the shear modulus of the non-
magnetic medium (L;) should be nonzero.

Thus, under the conditions indicated above, addi-
tional types of a one-partial shear SAW can be formed
on the mechanically free surface of a magneticaly
ordered crystal even if the magnetic dipole—dipole
interaction isignored.

The effect of the nonlocality of the Heisenberg
mechanism of the spin—spin exchange (honhomoge-
neous exchange interaction) on the spectrum of the
one-partial shear SAW investigated in this paper, as
well as the influence of dissipation in the spin sub-
system of the magnet, is qualitatively similar to that for
the Damon—Eshbach magnetostatic surface spin wave.

It should be noted that there is a close analogy
between the conditions for the formation of surface
polaritons of the TE (or TM) type and those of the one-
partial shear SAWSs considered in this paper.

In order to show this, it is convenient to consider an
infinite magnetic crystal in terms of the Green’s func-
tions. At Ty, > Tp, the effect of the spin subsystem of the
crystal on its elastic properties can be taken into
account by introducing a set of effective elastic moduli,
which will possess spatial and temporal dispersion and
characterize a certain effective elastic medium. If one
compares the equation of motion describing the propa-
gation of the shear SH wave in this elastic medium with
the equation determining the spectrum of the bulk TE
(or TM) polariton propagating in the infinite crystal
[22], it will be seen that, in certain geometries of the
wave propagation, there is a one-to-one correspon-
dence between the effective elastic moduli involved in
the equation for the normal shear SH wave in the infi-
nite crystal, on one hand, and the components of the
permittivity (permeability) tensor, on the other. In this
waly, considering elastic shear waves propagating along
the surface of amagnet, one can find anal ogs of the sur-
face, aswell as bulk, polaritons of the TE (TM) type.

In particular, if acrystal has no acoustic activity, i.e.,
(H - 1) =0, the shear SAW arising on the acoustically
continuous magnetic—honmagnetic medium interface
and characterized by dispersion relation (19) is an ana-
log of the surface phonon polariton [22]. A new type of
a two-partial shear SAW arising in the presence of the
nonhomogeneous exchange interaction (investigated in
[23]) isanalogousto the surface excitonic polariton [22].

The effect of the magnetic dipole—dipoleinteraction
(magnetic surface TE polaritons) on the spectrum of the
one-partial shear SAWSs investigated here and on the
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conditions for their formation on the surface between a
low-temperature AFM and a nonmagnetic medium will
be considered elsewhere.
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Abstract—The problem of localized superconductivity has motivated the preparation of Mg, _,Cu,O solid
solutions with NaCl structure and 0.01 < x < 0.20, aswell as a study of the magneti zation and magnetic suscep-
tibility x inthe 2—400 K temperature range and in magnetic fields of up to 5 T. The temperature dependence of
X is described for all compositions by the Curie-Weiss law, X = C/(T — 8), where the constant C is close to the
value calculated for each composition for pg; = 1.7-1.9ug, and 0 is close to zero. For T < 30 K, x(T) deviates
for all compositionstoward lower x, which can be attributed to magnetic ordering of exchange-coupled clusters
in the solid solution. At T ~ 320-330 K, an anomaly of a diamagnetic type, i.e., a decrease of X by 6-30% of
its paramagnetic value, has been observed for all compositions against the background of the generally para-
magnetic X(T). A discussion is presented of alternative reasons for this anomaly and of its possible connection
with localized superconductivity. © 2000 MAIK “ Nauka/Interperiodica” .

Studies of localized (impurity) superconductivity are
of acertain interest as a possible way to increase the T,
temperature of high-temperature superconductors [1].
This superconductivity with T, ashigh as 200300 K is
quite frequently observed not only in the well-known
cuprate superconductors [2], but in a number of other
transition-metal compounds, in particular, in copper
monoxide-based heterophase systems [3-5]. It was
shown, for instance, that the Cu—Mg; _,Cu,O hetero-
structure exhibits for x=0.15 and 0.20 magnetic
screening [5], which ispossibly related to the interface-
type superconductivity. The magnetic screening setting
in under cooling near 320-330 K coincides with the
onset of amagnetic anomaly (of the diamagnetic type)
for the same compositions. The present study was per-
formed over broader temperature and magnetic-field
ranges with the purpose of obtaining more complete
and detailed information on this anomaly and on the
specific magnetic properties of the Mg; _,Cu,O solid
solutions with the NaCl structure favorable for high-
temperature superconductivity.

1. SAMPLES AND MEASUREMENT
TECHNIQUES

Polycrystalline samples of Mg; _,Cu,O solid solu-
tions were prepared by solid-phase reactions in the
0.01 < x < 0.20 composition region (for more details,
see [5]). The starting components and solid solutions
were subjected to x-ray structural and phase analyses,
and one also studied their EPR spectra to revea the

presence of possible magnetic impurities. The x-ray
diffraction analyses showed the samples to be single
phase, and the parameter of their NaCl-type crystal lat-
ticetoincrease linearly with x from 4.212 + 0.001 A for
x = 0t0 4.218 + 0.001 A for x = 0.20. EPR measure-
ments made at 300 K, aswell aslow-temperature mag-
netic-susceptibility studies revealed in MgO, which
was used to prepare the Mg; _,Cu,O solid solutions,
showed the presence of a small amount of the impurity
ions Cu?*, Mn?*, and Cr* (0.1%). The measurements of
magnetic susceptibility were carried out on two setups,
namely, with a SQUID magnetometer in the 2400 K
range and in magnetic fieldsof upto 5T, and on aFara-
day magnetic balance within the 50-600 K region and
at H of up to 1.5 T. Both setups have about the same
sensitivity, 5 x 108 cm?qg.

2. RESULTS

It was shown [5] that the temperature dependences
of the magnetic susceptibility of the Mg, _,Cu,O solid
solutions, x(T) and xX(T), follow the paramagnetic
behavior and obey the Curie-Weiss law x = C/(T — 6)
with O close to zero. However, amore careful consider-
ation of these relationships leads to the conclusion that
the paramagnetic x(T) relations have anomalies of a
“diamagnetic” character. To more clearly reveal these
anomalies, it is more reasonable to consider the exper-
imental data in the XT = f(T) coordinates. If x(T) fol-
lows a pure paramagnetic course with 6 = 0, the exper-
imental points should fit in this case on a temperature-

1063-7834/00/4204-0719%$20.00 © 2000 MAIK “Nauka/Interperiodica’
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independent line with the intercept on the vertical axis
equal to the constant of the Curielaw x = C(T). Thefig-
urepresentsax T =f(T) plot typical of al the solid solu-
tions with x = 0.15 studied. Above 320-330 K, the
experimental points are seen to fit closely to a tem-
perature-independent straight line with C = 1.27 x
1073 cm3K/g calculated for the x = 0.15 composition.
Below 320-330 K, the experimental points lie below
the calculated value of C. A similar result was obtained
also for other compositions with x = 0.04, 0.05, 0.10,
and 0.20. The relative magnitude of the Ax/x anomaly
is ~6% for x = 0.15 and lies within 20-30% for the
compositions with x = 0.05 and 0.10.

The figure shows that, as the temperature decreases
to 20 K, the experimental values of x approach the C
line, to subsequently fall rapidly off with temperature
down to 2 K. A similar result for the low-temperature
part of thex T =f(T) plot was found with the other com-
positions studied, but the temperature T at which xT
starts to decrease was approximately proportional to X,
i.e., to the content of Cu?* ions in the solution. For
instance, wefound T'=30K forx=0.20and T'=14 K
for x =0.10.

It should be pointed out that the temperature depen-
dences x(T) were measured in magnetic fields H = 0.5
and 1 T, and for some samples, at 4.5 T. The results
obtained in all these fields were practically identical.
No noticeable dependence of the magnitude of the
anomaly on H was observed. An attempt was also made
to revea hysteretic phenomena in the “diamagnetic”
susceptibility, which are characteristic of type-1l hard
superconductors. With this purposein mind, the sample
was cooled in a zero field (the ZFC regime) and in a
magnetic field H = 80 Oe (FC) below 320-330 K. The
ZFC and FC temperature dependences of the magneti-
zation coincided within experimental error, which can
be assigned either to a low diamagnetic susceptibility
of the localized superconductivity regions, or to a
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reversible nature of the M(H) magnetization curves
because of aweak magnetic-vortex pinning.

One aso measured the field dependences of the
magnetization of the solid solutions at fixed tempera-
tures of 2, 100, and 300 K. The M(H) plots obtained at
T = 100 and 300 K were practically linear. The M(H)
relation obtained at 2 K for the x = 0.2 composition is
satisfactorily reproduced by a Brillouin function, but
with an effective magnetic moment substantially
smaller than the theoretical value of 1.73pg derived for

the Cu?* ion with spin 1/2. This decrease of M is appar-
ently associated with the existence at low temperatures
of some antiferromagnetically coupled complexes of
Cu?*ions.

3. DISCUSSION

The results presented here are evidence of the exist-
ence of an anomaly of a “diamagnetic” nature at T <
320-330 K, superposed on a paramagnetic temperature
dependence of the magnetic susceptibility of the
Mg; -,Cu,O solid solutions (0.01 < x < 0.20). The
absence of adetectable difference between the ZFC and
FC magnetizations M(T) may be due to the localized
superconductivity regions having a small volume and
to the specific features of the process of their magneti-
zation in this case. Therefore, one cannot rule out the
possibility of formation of regions with localized
superconductivity in Mg; _,Cu,O solid solutions (x <
0.20). It is the relatively small fraction of the regions
(fragments) with localized superconductivity in the
total volume of the paramagnetic phase that underlies
certain difficulties met in studies of this phenomenon
(see [1]). The main argument for the conjecture of the
observed anomaly being of the superconducting nature
is the coincidence in temperature of the beginning of
this anomaly (under cooling) at 320-330 K with the
onset of the magnetic screening observed earlier on the
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same solid-solution samples (see [5]). An analysis of
this effect suggests that its nature is related to the inter-
face-type localized superconductivity [3-5]. It should
be also pointed out that the observed anomalies exhibit
a metastable character, which is typical of localized
(impurity) superconductivity with a high critical tem-
perature [2].

The assumption of the observed x(T) anomaly being
due to magnetic impurities appears less likely. If one
accepted this assumption, some ferro- or antiferromag-
netic uncontrollable impurities would create an anom-
aly oppositein sign to the observed “ diamagnetic” one,
i.e., their presence would have increased rather than
reduced x against the background of the paramagnetic
X(T) under cooling. No such situation was seen to occur
in our experiments. The anomaly was “diamagnetic” in
al cases and for all samples of the solid solutions,
including those prepared from different Mg?* and Cu?*
oxides and salts. Thus, the assumption of the magnetic
anomaly observed in the solid solutions studied being
of asuperconducting nature appears most probable.
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Abstract—The paper reports the first observation of a magnetic rel axation of metastable statesin an antiferro-
magnet (dysprosium orthoaluminate DyAlO;) at low temperatures in zero magnetic field made by magneto-
striction measurements. The metastable states were excited with the heat shock at the transition through the A
point of liquid helium in the course of thermal cycling. A possible mesoscopic mechanism of thermally acti-
vated and quantum magnetic relaxation is discussed. © 2000 MAIK “ Nauka/Interperiodica” .

1. Magnetic relaxation phenomena exhibiting quan-
tum saturation at helium temperatures were observed to
occur in amorphous and single-crystal, film, and bulk
magnets [1-3]. Metastable states form here usually in a
remagnetizing magnetic field, the strength of which
does not exceed the coercive force of the material, and
one measures the sample magnetization. Magnetic
relaxation occurs in this case primarily by thermally
activated and quantum creep of domain walls [4-7].
The highest temperature of the transition from the ther-
mally activated to quantum mode and the highest quan-
tum-tunneling frequency for the same volume are
observed in antiferromagnetic materials [8-12]. How-
ever, the use of a magnetic field to create metastable
statesin a pure antiferromagnet meets with difficulties,
because Zeeman interaction is compensated and the
sample magnetization is zero in the fields traditionally
employed for observation (H < 100 Oe).

2. This paper reports the first observation in antifer-
romagnetic single crystals (dysprosium orthoalumi-
nate) of magnetic relaxation of metastable states
induced by a strong thermal excitation of magnetic
crystals immersed in liquid helium at a temperature
close to the superfluidity point, at which the heat con-
ductivity of helium undergoes a jump. The dramatic
decrease (down to 10~) of heat removal occurring in
the crossover through the A phase-transition point dur-
ing the reverse temperature run in thermal cycling cre-
ated a heat shock, which was due to the release of Joule
heat in the strain gauge attached to the sample, and the
single crystal was driven to an excited state [13, 14].

A new method is proposed for studying the relax-
ation of this state, which consists in measuring the
magnetostriction in metamagnetic transitions. The
sample used in the experiment was a single crystal of

dysprosium orthoaluminate DyAlIO; measuring 4 x 4 x
1 mm, which was grown by spontaneous crystallization
from a melt solution. The magnetostriction was mea-
sured with a tensometric dilatometer (with a relative
strain sensitivity of 5x 10~) infieldsof upto 4.2 T gen-
erated by a superconducting coil within a temperature
interval from 4.2 to 1.57 K. The magnetic field was
applied along the a axis, and the strain was measured
along the [110] direction. Below the Néel temperature
(Ty = 3.52 K [15]), a metamagnetic transition with an
AG, — AG, magnetic-structure rearrangement (by
the notation of Wollan—Koehler [16]) is observed in
DyAIlQO; in this experiment geometry. We have found
that the metamagnetic transition is accompanied by an
anomaly in magnetostriction, and it is the latter that
serves in this study as an indicator of the state of the
rare-earth subsystem. The experiment was conducted
as follows. In the first stage, we measured magneto-
striction curves as the sample temperature was lowered
from 4.2 down to 1.57 K (with the sample residing in
an equilibrium state). For illustration, Figs. 1 and 2
present magnetostriction isotherms of DyAlO; obtai-
nedat T, =2.3K and T, = 2.9 K. The curves are seen to
have a characteristic cupol a-shaped anomaly caused by
the metamagnetic transition. Curves 1 correspond, in
these figures, to the equilibrium state. On attaining the
lowest temperature T = 1.5 K reached in this experi-
ment, the sample temperature starts to increase. As the
liquid-helium bath temperature passes through the A
point, the sample is subjected to a short heat shock
(because of the experimental conditions crossing over
fromisothermal to adiabatic), which excitesthe crystal.
With the sample in this state, the second stage of the
experiment begins. The sampletemperatureisfixed, for
instance, at T = 2.3 K, and we start to study the tempo-
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Fig. 1. Magnetostriction isotherms of aDyAlOz singlecrys-
tal alongtheaaxisat T=2.3K: (1) samplein an equilibrium
state and (2—6) temporal dependencein the metastable state,
t(s): (2) 0, (3) 280, (4) 1120, (5) 1680, and (6) 2240.

ral behavior of the magnetostriction anomaly at the
metamagnetic transition by successively obtaining
magnetostriction isotherms with atime step At =240 s
(curves2—6in Figs. 1 and 2). The subsequent treatment
of the results of measurements consists in calculating,
for each curve, the ratio of the anomaly amplitude A,
(in the metastable state) to the amplitude A, (in the
equilibrium state), and in plotting the dependence of
In(A,/Ag) on the time of measurement for the given
temperature. Fig. 3 presents such plots obtained at T, =
23K and T, = 2.9 K. These plots were used to derive
the relaxation constants I for the given temperatures
(Mr=124x10%stand M, =1.53 x 104 s%). It should
be stressed that the values of ' we determined are in
good agreement with those obtained [3] in a study of
the low-temperature relaxation in an isomorphous sin-
gle crystal of terbium orthoferrite ThFeO; by tradi-
tiona magnetization measurements. Our experiment
differsradically inthat it studiesthe relaxation of meta-
stable states of strongly anisotropic rare-earth ions,
which possesslarge J (for the dysprosium ion Dy3*, we
have M; = £15/2) and are characterized by pseudo-
Ising properties, whereas the authors of [3] dealt with
an investigation of the relaxation of the magnetic sub-
system formed by Fe** ions (S= 5/2), which represent
aclassical example of weakly anisotropic ions.

3. Let us now discuss possible mechanisms of ther-
mally activated relaxation and quantum relaxation in
the magnetic subsystem of the antiferromagnet under
study. One of them could be associated with the forma-
tion of domains of a metastable antiferromagnetic
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Fig. 2. Magnetostriction isotherms of aDyAlOz singlecrys-
tal alongtheaaxisat T=2.9K: (1) samplein an equilibrium
state and (2—6) temporal dependencein the metastable state,
t(9): (2) O, (3) 840, (4) 1400, (5) 3080, and (6) 3920.

phase, which relax through domain wall displacement.
Consider this mechanism in more detail. The rare-earth
(RE) orthoaluminate DyAlO; has adistorted perovskite

structure described by the space group Déﬁ . Itis char-
acterized by the existence of two nonequivalent sites
for rare-earth ions, to which two Ising axes correspond
lying in the ab plane of the crystal at an angle to one
another, and by four pairwise-coupled antiferromag-
netic sublattices, whose magnetizations are directed
along thelsing axes[17]. Denotingby m (i=1, 2, 3, 4)
the sublattice magnetizations, the energy of the antifer-
romagnet in a magnetic field can be presented in the
form

E=E+ :U4[—HXCOSGO(ml +m, + mg+m,)

—Hysina,(m; + m, —mg;—m,)

(D

1 2 2 2 2
_é}\ll(ml + My + M3+ my) — A p(Mym, + memy)

—Ag3(Mymg + mymy) —Agq(mym, + mzms)}

where H, and H, are the magnetic-field components
along the a and b axes, respectively; A; are the
exchange constants; and q,, is the angle between the
Ising axes and the a axis. By minimizing the energy (1)
in zero magnetic field, one obtains two twofol d-degen-
erate antiferromagnetic phases [17]: the (A/G,) phase,
in which m; = mg = —m, = —-m, = +m, and the (AG,)
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Fig. 3. Time dependence of thelogarithmic ratio of the mag-
netostriction amplitude of the metamagnetic transition in a
metastable state, A, to the amplitude in an equilibrium
state, Ag, for DyAlOz measured at (1) T; =2.3K and (2) T,
=29K.

phase with m; = m, =—m, = —m; = m. The energies of
these phases can be written, respectively, as

1

E(A/G)) = é[—)\11+)\12—}\13+}\14] m’, 2

1
E(AG) = S[-Au+Ap+Aa-Aglm. (3

One of these phases is metastable and will transfer to a
more stable one by the thermally activated or quantum
relaxation mechanism owing to the difference between
their specific energies AE = E(AVGX) — E(AXGy) =
[-A 13 + A14]mP. The phase transformation can occur by
alocal displacement of the interface, which represents,
in the case of a strong (Ising) anisotropy in question,
two adjacent sublattice layers of rare-earth ions with a
compensated antiferromagnetic exchange field gener-
ated by the neighboring layers. We will arbitrarily call
the states of magnetic ions in these boundary layer the
“+” states. Because of the Ising character of the RE ion
anisotropy, a boundary ion crossing over from the “+”
to “—" state has to overcome an energy barrier caused
by the ferromagnetic interaction in the sublattice

boundary layer, AE, = %)\nmu, wherepistheion mag-

netic moment. This barrier can be overcome by thermal
activation at a finite temperature. Because the Ising
properties of the Kramers RE ions in the orthoalumi-
nate are not idea, i.e., there exists a finite, though
strong g-factor anisotropy destroying the axia local
crystal-field symmetry, quantum tunneling is also not
forbidden in the system under study (in a system of
non-Kramers Ising ions, this mechanism was consid-
ered in [18]). Let us estimate the possible number of
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ions taking part in boundary phase-transformation
events. From the relaxation constant (T) =
wexp(—AU/ksT) measured at two temperatures (T, =
23K and T, = 2.9 K), we obtain AU = [KgT,T./(T; —
T)IIn(r/T,) ~ 3.2 x 107%6 erg. On the other hand,

AE, = %)\nmu = %Hllexchp, where | is the rare-earth

ion magnetic moment, so that AE, ~ 1.67 x 107 erg, in
full accord with the data [19] obtained for DyAlOs,.
A comparison of the two energies shows that a bound-
ary region displacement event involves ~10'-10? ions.
Therefore, the possible quantum tunneling described
here is a mesoscopic process in this case. It should be
noted that expansion of the metastable phase in the
direction perpendicular to the sublattice antiferromag-
netic planesis energetically preferable to that in the ab
plane of the crystal, because in the latter case, theion
would also have to overcome the antiferromagnetic
coupling energy required to form the boundary plane.
Therefore, the creation of metastable phase formations
extended along the c axisin each pair of the antiferro-
magnetically coupled sublattices appears more likely.
The overlap of the metastable phases gives rise to the
formation of a stable phase with an oppositely directed
antiferromagnetism vector in both sublattices. The
probability of formation of the above metastable states
is high, because the estimated thermal energy built up
inthe crystal ismore than sufficient to transfer all of the
crystal to the metastable phase. Indeed, if onetakesinto
account that the observed short jump of the sample
temperature in the crossover through the A point is
AT = 5K [13, 14], the specific thermal energy will con-
stitute AE; = pcAT ~ 3.9 x 107 erg/cm?, and the energy
of the metastable phase, AE = E(A, G,) — E(A,, G)) =
|[-H3 + Hy,Jm~ 3.0 x 10° erg/cmd. Thus, the above esti-
mates are not at odds with the possibility of existence
of the magnetic relaxation mechanism described. The
colossal magnitude of the observed thermal expansion,
as well as the associated frequency shift of the optical
absorption spectrum of DyAlO; [20] (Ae = 107%) fol-
lowing the heat shock, may be due to metastable
changes in the magnetic subsystem of the crystal,
because no such colossa therma expansion is
observed to occur in the YAIO; yttrium orthoaluminate,
the nonmagnetic anal og of the sampl e studied. It should
be pointed out that the relative magnitude of the fre-
guency shift of the optical absorption spectrum corre-
lates with the observed colossal thermal expansion
Ae =3 x10°5[13].

One should also bear in mind that thermal excitation
inacrystal givesriseto astrong elastic distortion of the
lattice, which resultsin achange of the crystal field and,
as a consequence, in a change of the rare-earth ion
ground state (the energy spectrum, g-tensor compo-
nents, the character of the wave functions). Magneto-
striction measurements permit one to follow the relax-
ation of such distortionsintime. To clarify the nature of
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the observed colossal metastable strain in the crystal,
one has to carry out additional experiments, such as a
study of the antiferromagnetic domain structure using
magneto-optic methods.

4. This study has revealed an exponential relaxation
of metastable magnetic states in rare-earth orthoalumi-
nates with lsing ions. We propose a new method of its
investigation, namely, by measuring the temperature
and temporal dependences of the magnetoel astic anom-
aliesin metamagnetic transitions.
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Abstract—The Faraday rotation of europium organic glass (based on polymethyl methacrylate) in megagauss
fieldsisinvestigated experimentally and theoretically. The experiment was performed using an MK-1 magnetic
explosion generator and laser radiation at the wavelength A = 0.85 um at T = 30 K. It isfound that the depen-
dence of the rotation angle of the polarization plane on the magnetic field is nonlinear. The theoretical results
are compared with the experimental data. The contribution of the orbital angular momentum of europium ions
to the Faraday effect is revealed. The conclusion is drawn that the previously found anomalies of the Faraday
effect for the laser radiation at the wavelength A = 0.63 um are brought about by the magnetooptical resonance,
which isinduced by the ultrastrong field. © 2000 MAIK “ Nauka/Interperiodica” .

Earlier [1], we predicted and theoretically investi-
gated a new phenomenon—the substantial transforma-
tion of the spin and orbital structure of light rare-earth
atoms under the action of ultrastrong (megagauss)
magnetic fields. It is known that the ground state
(ground multiplet) with a small magnitude of the total
angular momentum is realized in light rare-earth ions
due to the spin—orbit interaction (for example, in Eu®*,
J =0; in Sm*, J = 5/2; etc.), whereas the multiplets
with large magnitudes of the angular momentum are
the excited ones. In the quasi-classical terminology, the
spin and the orbital angular momentum can be consid-
ered to be antiparalel to each other in the ground state
and parallel in the highest-lying multiplet of the funda-
mental term. It was demonstrated [1] that the strong
magnetic field, when competing with the spin—orbit
interaction, changes the mutual orientation of the spin
and orbital angular momentum from the antiparallel
orientation to the parallel one. This mutual reorienta-
tion occurs via series of quantum jumps, rather than
continuously. Investigation of this phenomenon seems
to be promising, because it provides information on
complex many-electron objects such as rare-earth
atoms, actinides, high-spin organic molecules, etc.
Moreover, the observation and investigation of quan-
tum jumps are also of interest for the physics of ultras-
trong magnetic fields, specifically for the devel opment
of measuring techniques employed in thesefields, since
these jJumps can be considered as the atomic standards
of megagauss fields. The measurement of the Faraday
rotation in ultrastrong magnetic fieldsin the optical and

ultraviolet ranges is of considerable promise for the
study of quantum reorientation of magnetic moments.
This is explained by the fact that, according to [1-5],
the Faraday effect brought about by ions with the non-
zero orbital angular momentum responds to only the
orbital angular momentum of the ion rather than the
total magnetic moment (excluding the narrow spectral
regions adjacent to the resonant frequencies of the for-
bidden f-f transitions).

Traditionally, investigations into the magnetic and
magnetooptical properties of rare-earth materials are
reduced to consideration of only the ground multiplet
of rare-earth ions[5, 6]. In this case, the average orbital
angular momentum is proportional to the total mag-
netic moment of the ion (J # 0). The inclusion of the
multiplet mixing (J-J mixing) results in an additional
contribution to the orbital angular momentum and,
consequently, to the Faraday rotation, which, in rela-
tively weak fields, linearly depends on the magnetic
field [2-5]. In ultrastrong magnetic fields, when the
splitting of the levelsin the ion becomes comparable to
the spin—orbit interaction, the dependence of the aver-
age orbital angular momentum on the magnetic field
becomes substantialy nonlinear [1]. Among the rare-
earth ions, the Eu®* ions (L = 3, S= 3) are of specia
interest. The ground state of these ions is the singlet
with zero total angular momentum. For this reason,
the paramagnetic contribution to the Faraday rotation
due to the difference in populations of the levels of the
ground multiplet split by the magnetic field is not
observed.

1063-7834/00/4204-0726%$20.00 © 2000 MAIK “Nauka/Interperiodica’
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In [7], the Faraday effect was measured in the
organic glass containing the Eu®* ions in magnetic
fields up to 11 MOe with the use of laser radiation at
the wavelength A = 0.63 pum, which is rather close to
the absorption line for this ion [8]. The latter circum-
stance considerably complicates the interpretation of
the experimental results, because, in this case, it needs
to take into account the resonance contribution to the
Faraday effect.

In order to investigate the phenomenon of rotation
of the angular momenta of the Eu®* ion, it is necessary
to examine the Faraday effect of europium-containing
media with the use of the radiation at a frequency well
apart from resonant frequencies, which was accom-
plished in the present work.

1. EXPERIMENT

The Faraday rotation of the organic glass (based on
polymethyl methacrylate) containing 5 wt % Eu®* ions
was measured in magnetic fieldsup to 6 MOe a T ~
30 K. The schematic diagram of the experiment is pre-
sented in Fig. 1a. A sample of the organic glass 18 mm
thick was placed in a flow-type helium cryostat
(Fig. 1b). The Faraday effect was measured using the
laser radiation at the wavelength A = 0.85 um. Thelight
passed through a polarizer, the sample, analyzers, and
two photomultipliers. One of the photomultipliers
recorded the Faraday rotation, and the second photo-
multiplier measured the dependence of absorption on
the magnetic field. The absorption of the sample was
constant over the entire range of magnetic fields. The
ultrastrong magnetic fields were produced by an MK-1
magnetic explosion generator [9]. The error in the mea-
surement of the field was no more 5%. The experimen-
tal dependence of the Faraday rotation of the sampleis
shown in Fig. 2a. It is worth noting that the obtained
curve differs drastically from the corresponding depen-
dence, which was observed under radiation at the wave-
length A = 0.63 um [7]. Note also the fact that, despite
the low content of europium ions in the sample, the
dependence of the Faraday rotation on the magnetic
field is essentialy nonlinear.

2. THEORY

The magnitude of the Faraday effect in the system
under investigation isthe sum of contributions from the
matrix (organic glass) and optical transitions in the
Eu®* ions. The contribution from the matrix is of dia-
magnetic character and linearly depends on the mag-
netic field up to fields of about 10> MOe [10].

The specific rotation of the polarization plane (the
Faraday effect) can be represented by the following for-
mula (see, for example, [5, 6]):

2 + -
nNe’L fap—fap
= —0 (W, W,y,),
F men a (*)ab q)( ab)
a,b
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Fig. 1. (a) Schematic diagram for measuring the Faraday
rotation in ultrastrong magnetic fields produced by mag-
netic explosion generator: (1) cryostat and sample, (2) inter-
ference filter (A = 0.85 pm), (3) analyzer, (4) polarizer,
(5) laser (A = 0.85 um), and (6) photoelectric multipliers.
(b) Schematic diagram of the flow-type helium cryostat:
(2) helium inlet, (2) optical sensor for measuring the Fara-
day rotation, (3) glass pipe, (4) temperature-sensitive ele-
ment, (5) plastic flanges, (6) internal cascade of the MK
generator, and (7) helium outlet.

where

1 = (7€) moogy(dip £ 1)
are the oscillator strengths, |alJand |bCare the ground
and excited states, w,, = % (E, —E,) isthe population of

the ground state, L = [(n? + 2)/3]%, n is the refractive
index of the medium, N is the number of ions,

2 2 2
(*)ab(*)(wab -0 — rab)

b (W, wyp) = ,
) (wib_wz_rzb)z"""wzresz

and I, isthe half-width of the a—b transition.

Let us consider in greater detail the contribution
from the Eu®* ions to the Faraday effect. The ground
state of Eu®* is the singlet ’F, with J = 0, and the ener-
gies of excited multiplets are as follows: E('F,) =
310 cm?, E("F,) = 925 cm?, and E("F3) = 2 x 10° cmr™.,
In the general case, the contribution of magnetic ionsto
the Faraday effect is comprised of the frequent-inde-
pendent gyromagnetic rotation of polarization plane,
which is proportional to the magnetization of ions

0(2" = CyM, and the gyroelectric rotation, which

depends on the frequency of the incident wave. The
rotation angle of polarization plane in the visible and
ultraviolet spectral rangesis predominantly determined
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Fig. 2. () Dependence of the Faraday rotation angle of the
organic glass containing europium ions (5 wt %) on the
magneticfield at T = 30 K. Crosses correspond to the exper-
imental data obtained under laser radiation at the wave-
length A = 0.85 um, and the solid line is the linear approxi-
mation of the dependence of the Faraday rotation on the
magnetic field. (b) Dependence of the mixing contribution
(J-J mixing) to the Faraday effect of europium ions on the
magnetic field. Crosses correspond to the processing of the
experimental data, and the solid line is the calculated field
dependence of the average orbital angular momentum for
europiumionsat T =30 K.

by the gyroelectric contribution due to the electric sus-
ceptibility of the medium. For rare-earth ions, which
occur in dielectric media, the gyroelectric Faraday
effect is formed, for the most part, by the 4fN — 4fN-
15d electric dipole transitions, except the narrow spec-
tral regions close to the resonant frequencies of the for-
bidden f—f transitions. It was demonstrated [2, 4] (see
also[5]) that the contribution to the Faraday effect from
the 4fN — 4fN-15d transitions for the magnetic ions
with the nonzero orbital angular momentum is equal to

o = all,[HVpH. (D)

The first term is the combination of the paramagnetic
contribution and mixing contribution, i.e., the contribu-
tion due to the multiplet interaction (J-J mixing), and
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the second term is the diamagnetic contribution. In this
case, the Faraday effect in the organic glass containing
the Eu®* ions can be analyzed with expression (1), in
which the second term is the combination of diamag-
netic contributions of europium ions and the matrix. It
is important that the deviation of the Faraday rotation
from the linear dependence with an increase in the
external magnetic field H is determined solely by the
nonlinear behavior of the average orbital angular
momentum of the Eu®* ion as afunction of H.

Inthiswork, the average orbital angular momentum
[IL,C0of the Eu® ion in ultrastrong magnetic fields at
T =30 K was calculated, and the experimental depen-
dence ag(H) obtained at A = 0.85 um was compared
with the theoretical curve described by formula (1). It
is seen from Fig. 2athat the theoretical results, which
were obtained at Vp = 3.14 x 10* deg/(cm Oe) and
a=75.67 deg/cm, are in good agreement with the
experimental data. In order to determine the contribu-
tion from the orbital angular momentum of europium
ions to the Faraday effect, we subtracted the diamag-
netic term (Vp), which linearly depends on the mag-
netic field, from ar and, thus, determined the depen-
dence of the mixing contribution (J-J mixing) on the
magnetic field. Then, this dependence was compared
with the field dependence of the average orbital angu-
lar momentum of europium ions, which was al so cal cu-
lated in the present work (Fig. 2b). It is seen that the
theoretical results, as awhole, are in reasonable agree-
ment with the experimental data. Note that such atreat-
ment of the results requires the high accuracy of the
measurements of H and o at alow concentration of the
Eus* ions. For 6 = Ahh = Aadag = 2%, the L,Cvalues
obtained from the treatment of the experimental results
(Fig. 2b) and the calculated data coincide within the
limits of error.

Now, we describe the Faraday effect in ultrastrong
magnetic fields in the vicinity of the resonant frequen-
cies of the forbidden f—f transitions. This situation is
apparently realized under laser radiation at the wave-
length A = 0.63 um. To accomplish this, it is necessary
to add the contribution of the adjacent forbidden
absorption line ag to expression (1). Then,

o = all, [+ VoH +agx(H). 2

The resonant frequency wy, of the actual forbidden
optical transition depends on the magnetic field
strength H and, in a certain field, can achieve the fre-
guency of the laser radiation used. In other words, we
believe that the optical resonance induced by the mag-
netic field takes place in this case. For the qualitative
description of the contribution of the field-induced
optical resonance to the Faraday rotation, let us use the
linear approximation of the dependence of the resonant
frequency on the magnetic field w(h) = wy, + yH, where
yistherate of frequency change. Inthiscase, it follows
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Fig. 3. Dependence of the Faraday rotation of europiumions
on the magnetic field at room temperature. Points corre-
spond to the experimental data obtained in [7] under laser
radiation at the wavelength A = 0.63 um, and the solid line
is the result of calculations by formulas (2)—(5) at Hy =
8.8 MOe, H, =10.2 MQOe, a =55, A= 74 deg/cm, and Vp =
13 deg/(cm MOeg).

from formula (1) that

ag(H) = f(H)-f(-H), 3
where

C(wp(H) — 0y — %)

(wh(H) — 0} + %) + 4T *
Here, I isthewidth of the forbidden line (for rare-earth
ions, the spectral linesare very narrow I ~ 102 s), w,
isthe frequency of the laser radiation (for the radiation
at the wavelength A = 0.63 pm, w, = 3 x 10% s%), and
C is the coefficient proportional to the oscillator
strength for thistransition. Parametersy and Aw = wy—wy,
can be expressed through the magnitudes of the fields
H, and H, [where H, is the field a which f(H) = 0
(according to [7], H; = 10 MOe), and H, isthe field at

which f(H) reaches the maximum value (according to
[8], H, =9 MOe)], asfollows:

Aw = TH,/(H,—H,),
y = [/(H —H,).
Then, f(H) [see (4)] takes the form
2(H,—Hy)(H,—H)
(Hy—H)*+ (Hy—Hp)*

f(H) =

(4)

f(H) = A ©®)

where A = Cwyy/4r.

Expressions (2)—5) permit us to describe the experi-
mentd field dependence of the contribution of the Eu®*
ionsto the Faraday rotation. Figure 3 shows the compari-
son between the experimental data obtained in [7] and the
results of cdculaions at H, = 8.8 MOeg, H, = 10.2 MOg,
a=55, A=74deg/cm, and V, = 13 deg/(cm MOeg).
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Thus, the anomalies of ag which were found in [7]
with the use of the laser radiation at the wavelength
A =0.63 um, are most likely due to the magnetooptical
resonance induced by the ultrastrong field.

Investigations into similar optical resonances that
are induced by the magnetic field are of interest in
determining reference points on the scale of magnetic
fields. These points are necessary for grade-up of the
technique for measuring the megagauss fields.

The significant result of thiswork isthat the contri-
bution from the average orbital angular momentum of
Eu®* ions to the Faraday effect is uniquely determined
for the first time. Thisis an important step toward the
experimental revelation of quantum magnetooptical
jumps, which are caused by magnetic field-induced
reorientation of the orbital angular momentum and the
spin of the Eu®* ion from the antiparallel to parallel
mutual alignment.
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Abstract—The correlation between the magnetic and electrical properties of the (VS),(Fe,03),_ (0.9 < x <
1.25) oxysulfide solid solutions has been studied. The crossover of conductivity from the semimetallic to semi-
conducting typeis accompanied by changesin the magnetic susceptibility, which are characteristic of the tran-
sition from delocalized to localized electrons. For x = 1.25, aregion of the ferromagnetic ordering has been
established in the temperature range 90-120 K. © 2000 MAIK “ Nauka/Interperiodica” .

The observation of a colossal magnetoresistance in
La _,CaMnO; doped manganites hasraised interestin
other magnetically ordered materials, in which a
change in the magnetic properties is accompanied by
changes in the electrical ones, namely, by areversal of
the conductivity type and a sharp increase in the mag-
netoresistance.

The magnetically ordered mixed 3d-metal com-
pounds, among which are the MEéMe'A and MeA'A
doped chalcogenides (Meis 3d metal, and A = Sor Se),
chalcogenide spinels, eg., M;_,Cu,Cr,Se, (M = Zn,
Ca, or Hg), and the (MeO),(MeA), _,-type compounds,
exhibit a broad spectrum of exchange interactions and
electrical properties[1]. By varying the composition of
these compounds, as well as by properly changing
external factors (temperature, electric and magnetic
fields, irradiation, etc.), one can tailor new materialsto
the desired physicotechnical requirements, as well as
make possible such phenomena as the photomagnetic
effect, the metal—-insulator transition, the onset of the
ferromagnetic state in an antiferromagnetic phase, etc.
In view of the specific features of their electronic and
magnetic states, these mixed magnetically ordered 3d-
metal compounds deserve comprehensive experimental
and theoretical investigations.

This work reports the results of investigations into
structural, thermal, electrical, and magnetic properties
of the (VS),(Fe,05), _, oxysulfide system with a spinel
structure of the Fe;O, magnetite type.

1. SAMPLE PREPARATION

Polycrystalline samples of the (VS),(Fe,03),_,
oxysulfide system with compositionsin the range 0.9 <
x < 1.25 were prepared by sintering the appropriate
amounts of vanadium monosulfide VS and oxide

o-Fe,O; in evacuated silica tubes at 1100 K for three
days, with subsequent cooling at arate of 40 K/h.

The vanadium monosulfide VS was prepared by
annealing of pure, eectrolytically produced vanadium
metal and 99.999%-pure sulfur in evacuated silica
tubes at 1200 K for three days. The monosulfide thus
obtained had at 300 K the 3-VS structure (MnP type,

Pan’ D;?’I )

The finely dispersed powder of a-Fe,0; hematite
was prepared as the final product of the dehydration of
synthesized iron a-hydroxide (a-FeOOH-goethite) by
calcination at 558 K. The a-Fe,O thus obtained had an

AlLOstype structure (D54, R3C) with the unit cell
parameters corresponding to the tabulated values for
the a-Fe,0O; hematite at 300 K. The dehydration tem-
perature of a-FeOOH was derived from the differential
thermal analysis (DTA) data. Besides, the Mdsshauer
spectra of our a-Fe,O; hematite yielded the estimate
Hg = 515.5 kOe, which likewise is in agreement with
the tabulated value for a-Fe,O; at 300 K.

2. EXPERIMENTAL TECHNIQUE

The X-ray diffraction patterns of the samples were
recorded on a DRON-3 diffractometer with CuK,, radi-
ation at 300 K. The X-ray diffraction pattern of the
sample with x = 1.25 was also obtained at 120 K.

DTA curves were measured with aMOM derivato-
graph in the range 300-1400 K at arate of 10 deg/min.
The powder samples of the oxysulfides under study
were placed in specially-shaped evacuated silica tubes.
For each composition, the DTA curveswereobtained in
three to five heating—cooling runs.
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The electrical resistivity p was measured by the
four-praobe dc potentiometric method in the range 77—
300 K. The paraléeepiped-shaped pressed-powder
samples 10 x 5 x 3 mm in size were annealed in evacu-
ated silicatubes at 1300 K for 1 h.

The temperature behavior of the real part of the ini-
tial magnetic susceptibility x' was studied on a setup
comprising an inductance bridge and a phase-sensitive
detector in the range 77-300 K. The measurements of
X' were carried out on oxysulfide powders placed in a
specia container 2 mm in diameter and 15 mm long.
The powders used in the X'(T) measurements were then
pressed into the samples for the p(T) studies.

3. RESULTS

3.1. X-ray diffraction analysis. X-ray diffraction
analysis of the (VS),(Fe,05),_, system with composi-
tions x = 0.9, 1.1, and 1.25 showed that at 300 K the
samples have a 90-95% spinel structure of the FeO -
Fe,0, magnetite type (H,; O/—Fd3m) with a similar
cubic-lattice parameter (a ~ 8.39 A [2]). No additional
clearly pronounced phases were revealed. The earlier
measurement [3] made for x = 1.0 showed a sulfospinel
phase with a Fe;O,-type structure that constituted up to
80%. It was found that the cooling of the sample with
x=1.25 from 300 to 120 K is accompanied by struc-
tural changes with a lowering of the symmetry. Note
that the electronic transition in Fe;O, (the Verwey tran-
sitionat T, = 119 K) with adecrease in the temperature
T < T, isaccompanied by a small orthorhombic lattice
distortion of ~0.05% [2]. Above T,, the Fe?* and Fe**
ions randomly occupy the octahedral sites, and below
T,, they are ordered.

3.2. Differential thermal analysis. The DTA
curves revealed a reversible endothermic effect for al
the compositionsat T ~ 880 K, which, by analogy with
the DTA curves obtained for the Fe;O, magnetite and
FeS - Fe,0O4 sulfomagnetite (the endothermic effects at
830 and 850 K correspond to the Curie temperatures
T.), can be identified with the Curie points of the vana-
dium oxysulfides. Besides, the T. temperature for the
(VS)10(Fe05)1, composition prepared by sintering
equimolar amounts of the monosulfide and oxide,
which was derived earlier from magnetic measure-
ments and the corresponding DTA endothermic peak, is
approximately 870 K [3].

The DTA curves of the compositions studied
yielded a melting temperature of 1340 K for x = 0.9,
which increasesto 1370 K for x = 1.25.

3.3. Electrical properties. Figure 1 presents the
logarithm of theresistivity asafunction of temperature,
log[p(T)], plotted for the compositionsx = 0.9, 1.1, and
1.25intherange 77-300 K. One can readily seethat the
log[p(T)] dependences for x = 0.9 and 1.1 at tempera
tures from 80 to 240 K have semiconducting character,
and at T > 240 K, the oxysulfide with x = 0.9 undergoes
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a smooth crossover from the semiconducting to semi-
metallic type of conductivity. The composition with x =
1.1 in the range 240-280 K exhibits a decrease in the
resistivity by about an order of magnitude with the acti-
vated character of conductivity retained up to 300 K.
Earlier measurements for the composition with x = 1.0
revealed adecreasein p by afactor of seven or eight in
the range 280330 K, with activated conductivity per-
sisting above 350 K [3].

It is also seen from Fig. 1 that the temperature
behavior p(T) for samples with x = 0.9 and 1.1 has an
activated character inthe range 160-240 K, whereasfor
x = 1.25, the conductivity is semimetallic. According to
[4], such a concentration behavior of the curves for the
oxysulfide system under study is characteristic of dis-
ordered systems with a concentration-driven Anderson-
type metal-insulator transition at a critical concentra-
tion x.. Note that the concentration x, = 1.25 is critical
for the (VS),(Fe,0s),_, system, because it is at this
concentration that the conductivity crosses over from
the semiconducting to semimetallic type.

Asthe monosulfide concentration x in the vanadium
oxysulfide system increases, the drop in p within the
range 77-300 K increasesfrom 1.5 orders of magnitude
for x=0.9 to nine ordersfor x = 1.25.

The oxysulfide with x = 1.25 in the range 150-180 K
undergoes a change in the conductivity type from the
semiconductor to the semimetal with a change in the
electrical resistivity from 108 to 10 Qcm.

3.4. Magnetic properties. Figure 2 shows tempera-
ture dependences of the real component of the initial
magnetic susceptibility for the (VS),(Fe,03),_, System
with compositions x = 0.9 and 1.1. The composition
with x = 0.9 was found to have an anomaly in the x'(T)

logp

-2 1 1 1 1 ]
50 100 150 200 250 300
T,K

Fig. 1. Temperature dependences of the electrical resistivity
of the (VS)(Fe,03), _y System: x = (1) 0.9, (2) 1.1, and
(3) 1.25.
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Fig. 2. Temperature dependences of the magnetic suscepti-
bility of the (VS),(Fe,03), _y system. x: (1) 0.9 and (2) 1.1.

curvein therange 80-210, which peaksat 125 K. Inthe
range 210-280 K, the X'(T) curve is temperature inde-
pendent, with subsequent increase in the susceptibility
as one approaches 300 K. The composition withx = 1.1
exhibits two broad peaks in the x'(T) curve at 145 and
298 K.

Figure 3 displays the x'(T) curve for the composi-
tion with x = 1.25. As is seen from the temperature
dependence of the magnetic susceptibility, this compo-
sition reveals the magnetization within a limited tem-
perature range from 90 to 120 K with apeak at 115 K
and two magnetic transformation points at 90 and
120 K.

The present experimenta studies of the physical
properties of the (VS),(Fe,03),_, oxysulfide system
with compositionsin therange 0.9 < x < 1.25 allow the
following conclusions on the correlation between the
electrical and magnetic characteristics.

(1) As the sulfide concentration X in samples of the
system increases, one has observed (i) a concentration-
driven semiconductor-semimetal transition at X, =
1.25; and (ii) an anomaly in the magnetic susceptibility
in the range 80-210 K for compositions with x = 0.9
and 1.1, followed by an increase in the susceptibility,
which is replaced by the onset of magnetization within
the limited temperature range 90-120 K for x = 1.25.

(2) Measurements of the temperature behavior of
the electrical resistivity and susceptibility showed that
(i) for the composition with x = 0.9, a monotonic
change in the conductivity typeat T > 240 K is accom-
panied by a change in the X'(T) curve from a tempera
ture-dependent to temperature-independent character
intherange 210 < T < 290 K; and (ii) for the composi-
tion with x = 1.1, similar to x = 1.0 [3], the change in p
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Fig. 3. Temperature dependence of the magnetic suscepti-
bility of the (VS); o5(Fe;,03)g .75 cOmposition.

by an order of magnitude at 240-300 K is accompanied
by the appearance of apeak inthe x'(T) curve at 298 K.

(3) The results obtained for the composition with
x = 1.25 appear interesting. The semiconductor—semi-
metal crossover in the conductivity type entailing a
change in p by nine orders of magnitude in the range
160-180 K is accompanied by structural changesand a
symmetry lowering. One has also observed the exist-
ence of magnetization at 90-120 K with a peak at
115K in the x'(T) curve and two magnetic-transition
points.

4. DISCUSSION

The electronic structure of the FeS - Fe,05 oxysul-
fides has recently been discussed [3] in terms of the
band structure of the Fe;O, magnetite. Both com-
pounds are characterized by ferrimagnetic ordering of
the iron ions. Below the Verwey point, the formula of
the iron oxysulfide can be presented in the form

Fen S* Feg Fey O; . The current carriers are the ty,
electronsin the B sublattice moving in anarrow d band
characterized by strong electron correlations. Based on
the data obtained for FeS - Fe,O5, and assuming the
spinel lattice is retained, one can propose the formula
V3 ST Fel Fel O for theVS - Fe,0; compound. The
V3* ion occupying atetrahedral site hastwo d electrons
in the g, orbitals; the g, band formed by these electrons
is half-filled and also experiences the effects of strong
electron correlations. The correlations make the vana-
dium e, band split into alower and upper Hubbard sub-
bandswith the Fermi level falling in the M ott—Hubbard
gap for x= 1. In compositionswith x = 1, the ¢, band is
filled lessthan one half for x < 1, and above one half for
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x > 1. Electron transfer from the vanadium to iron
bands, and electron collectivization to form narrow d
bands, complicates the pattern of the electronic struc-
ture. Nonetheless, there is no question that the carriers
in the compounds under study are strongly correlated
electrons from the narrow d bands, for which transi-
tions between localized and delocalized states induced
by dlight variations of external parameters (tempera
ture, composition, etc.) are typical [4]. One can thus
visualize various modes of behavior, which should
affect both the electrical and magnetic properties.

Because V3 has S= 1, the (VS),(Fe,05),_ System
should be ferrimagnetic. A comparison of curves 1 and
2in Figs. 1 and 2 shows that, in the region of semime-
tallic conductivity, the susceptibility follows the Pauli-
type temperature dependence, which implies that the d
electrons are delocalized. As the temperature decreases
to thelevel where the conductivity isactivated, the tem-
perature dependence of the susceptibility takes on the
form characteristic of localized electrons. Thus, the
changes in the temperature behavior of the electrical
and magnetic properties for compositions with x = 0.9
and 1.1 are correlated.

For the composition with x = 1.25, the situation is
more complex. Here, the ferromagnetic region existing
in anarrow temperature range appears below T =160 K,
where the conductivity crosses over from the semime-
tallic to semiconducting character. Magnetic phases of
this type were predicted in [1] as the result of the tem-
perature-induced exchange in the system of band carri-
ers, whose concentration in the semiconducting phase
increases with arise in the temperature. Another possi-
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ble reason may be that the ferron states becoming sta-
bilized [5] inside the two-sublattice matrix, ferrimag-
netic in our case. A similar temperature dependence of
the magnetization with a narrow peak near 473-533 K
is known to occur in the FeS, iron sulfide system with
x=1.11[6,7].
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Abstract—An experimental study is reported of the nonlinear magnetoel ectric effect in the metastabl e orthor-
hombic ferroel ectric ferroelastic paramagnetic ' phase of Gd,(M0QO,); in magnetic fields of upto 20 T and at
temperatures of 4.2 and 0.4 K. It is shown that the present models of the paramagnetoel ectric effect can berec-
onciled with experiments only for low magnetic fields. A new approach to the description of the magneto-
electric effect in rare-earth molybdates is proposed, which is based on amodel of single-ion magnetostriction.

© 2000 MAIK * Nauka/Interperiodica” .

The metastable orthorhombic ferroelectric ' phase
of Gd,(M0O,); (gadolinium molybdate) exists at tem-
peratures below 159°C [1]. Gadolinium molybdate
crystallizes at 1165°C in a tetragona 3 phase, which

belongs to the space group P42m. Further cooling
transforms it from the tetragonal (3 to a monoclinic a
phase. The B—a phase-transition point for Gd,(MoO,);
is 857°C. However, this transformation proceeds very
slowly, and the high-temperature phase can be pre-
served by fast cooling. If the thermodynamically meta-
stable tetragonal 3 phase of Gd,(M0Q,); is cooled still
more, it undergoes a second phase transformation at
159°C. This transformation produces the ferroelastic
ferroelectric orthorhombic ' phase with a lower sym-
metry Pba2. While this phase is also thermodynami-
cally metastable, it is very stable kinetically.

Rare-earth ions in rare-earth molybdates are triva-
lent and have large magnetic moments. The magnetic
moment of a Gd®* ion in gadolinium molybdateis Mg =
7us. A magnetic-field-induced change in the orienta-
tion of the magnetic moment of arare-earth ion should
give rise to a perturbation of the molybdate lattice,
which cannot but affect the electric polarization of the
ferroelectric lattice. This accountsfor theinterest in the
possibl e existence of the magnetoel ectric effect in rare-
earth molybdates. The first member of the family of
rare-earth molybdates where the magnetoel ectric effect
was observed is Th,(M00O,); [2]. It was explained as
being dueto the electric polarization of theferroelectric
subsystem in Th,(M00O,); being affected by the single-
ion magnetostriction of the Tb* ions. This interpreta-
tion was confirmed by measurements of the magneto-
electric effect in Thy,(M0O,); [3]. It was also shown
experimentally that at T = 77 K, the magnetically
induced electric polarization in Gd,(M00O,); in afield

H=11TisP <1070 C/cm? Thisis severa orders of
magnitude lower than the value for Th,(M0oQ,);. The
magnetoel ectric effect in Gd,(M00O,); was measured at
temperatures ranging from 300 to 5 K and in magnetic
fields of up to 19 T oriented along the [100] and [010]
axes [4]. The P(H) isotherms had a hysteresis induced
by the drift of the electric polarization. A paramagnet-
ism—antiferromagnetism magnetic phase transition was
reported [5] to occur at T= 0.3 K.

This work presents the results of measurements of
the magnetoel ectric effect in Gd,(M0O,); made at tem-
peratures of 4.2 and 0.4 K and magnetic fields of up to
20 T for various magnetic-field directions in the (001)
plane. It is shown that the field dependences undergo a
gualitative change in pattern as the temperature is low-
ered from 4.2t0 0.4 K. Thisis not accompanied by any
change in the character of the angular dependences.
Electric polarization vs. induced magnetization plots
P(m) have been constructed. It is shown that calcula
tions based on the frequently employed approximation
P ~ n? very strongly differ from the experiment. On the
other hand, calculations making use of the theory of
single-ion magnetostriction agree much better with the
experiment.

1. SAMPLES AND EXPERIMENT

Gd,(Mo0Q,); single crystalswere grown by the Czo-
chralski technique [6]. The sample was a rectangular
parallelepiped measuring 7 x 7 x 1 mm. The large faces
were parallél to the (001) plane. Prior to the measure-
ments, the sample was made a single domain. The
details of the corresponding technique can be found in
[7-9]. The magnetoelectric effect measurements in a
constant magnetic field are described in [10, 11]. Cool-
ing the sample to 0.4 K was achieved by *He pumping.
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The electric polarization was determined by the dc
technique. The potential difference V between the elec-
trodes deposited on the (001) sample faces was mea-
sured with a Keithley-617 electrometer. The electrom-
eter input capacitance was C,,, = 435.5 pF. The sample
capacitance was Cgpnye = 3.76 pF. An additional capac-
itor Cnyq = 291 pF was connected parallel to the sample
to achieve an electrometer-input time constant long
enough to enable prolonged measurementsin adc mag-
netic field. The input circuit time constant was several
hours long. Measurement of a magnetoelectric-effect
isotherm P(H) took 10 min. The measurement error
was ~5%.

The magnetically induced el ectric polarization P(H)
was measured along the [001] axis. The magnetic field
was applied in the (001) plane. Theangle ¢ between the
[010] axis and the magnetic field was varied from 0 to
90°. The measurements were carried out in magnetic
fields of up to 20 T. When obtaining a P(H) isotherm,
the magnetic field was increased from zero to the max-
imum magnitude of 20 T for 5 min. The maximum field
was maintained for approximately 30 s, after which it
was brought down for 5 min. The magnetic field H and
the potential difference V between the (001) sample
faces were recorded automatically in 1-sincrements.

The experimental plots exhibited a hysteresis. The
electric polarization grew noticeably in magnitude at a
constant magnetic field. This was considered an unam-
biguous indication of a drift of the sample electric
polarization in time. The correction for the drift was
determined in the following way. Measurements of the
drift rate were repeated three times for each P(H) iso-
therm: in a zero field directly before beginning an iso-
therm measurement, at the maximum field, and imme-
diately after the field reached zero. The differences
between the three values of the drift rate for the same
isotherm were not large, about 10%, but for different
isotherms they could differ by severa times. The drift
rate for each given isotherm was assumed to be time
independent. It was determined by averaging these
three values. After finding the drift rate for each iso-
therm, its dependence on time was calculated. It was
subtracted from the experimental time dependence of
the polarization. The time was eliminated between the
P(t) and H(t) dependences, and in this way we obtained
P(H) isotherms corrected for the drift of the electric
polarization. The correction varied from 5 to 25% for
different isotherms. The isotherms P(H) corrected for
the drift showed practically no hysteresis at al. The
direction of the drift did not change when the magnetic-
field derivative with respect to time reversed its sign,
but did change under the sign reversal of the magneto-
electric effect. The drift always occurred in the direc-
tion of increasing absolute value of the electric polar-
ization.
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2. RESULTS

Figure 1 presents P(H) plots obtained on gadolin-
ium molybdate at a temperature of 4.2 K and various
values of ¢. The P(H) plots are nonlinear. In weak
fields, below approximately 1 T, the field dependences
of polarization are quadratic to within dP/P < 8%.
Above 5T, atrend to saturation is seen, but the growth
of polarization does not stop at the maximum field H =
20T.CurvelinFig. lisobtainedat ¢ = 6.2°. AtH =
20 T, the magnetically induced electric polarization is
P = 0.3 x 10° C/cm? = 0.0014P,. As ¢ increases,
the polarization decreases, and at ¢ = 45° the sign of the
effect isreversed. Within the 45° < ¢ <90° interval, the
P(H) dependences differ from those for 0° < ¢ < 45°
only in the sign.

Figure 2 shows P(H) plots obtained at 0.4 K for dif-
ferent ¢. They qualitatively differ from those measured
at 4.2 K. In weak fields H < 1T, a comparatively fast
growth of the electric polarization is observed. For
H > 1T, the growth rate dows down considerably, and
subsequently remains practically constant up to H = 20T.

Curve 1 in Fig. 2 was obtained at ¢ = 6.2°. At
H = 1T, the electric polarization on this curve reaches
P=0.2x10°C/cm?. AtH = 20T, the electric polariza-
tion reaches P = 0.3 x 10 C/cm?.

Figure 3 displaysp,«($) = P(¢)/P, reduced relations
takenat H =20 T at the temperatures of 4.2 K (circles)

P, 1072 C/cm?
03r

L —>
3
0.2F
4
0.1+
5
6
0
7
8
-0.1 9
-0.2F 10
12 11
-03 1 1 1 I
0 5 10 15 20

H, T

Fig. 1. Electric polarization in Gdy(M0QO,4)3 along the [001]
axisinduced by amagnetic field applied in the (001) plane.
The measurements were performed at T =4.2 K at different
angles ¢ between the field and the [010] axis. ¢ (deg):
(2) 6.2°, (2) 10.6°, (3) 19.5°, (4) 28.4°, (5) 37.3°, (6) 43.9°,
(7) 48.4°, (8) 50.6°, (9) 59.5°, (10) 68.4°, (11) 77.2°, and
(12) 95°.
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Fig. 2. Sameasin Fig. 1, but for T=0.4 K. ¢ (deg): (1) 6.2,
(2) 15.1, (3) 19.5, (4) 28.4, (5) 41.7, (6) 46.2, (7) 55.0,
(8) 63.9, (9) 72.8, (10) 77.3, and (11) 90.6.

and 0.4 K (triangles). The values of P, were obtained by
least-squares fitting the angular dependences P(¢)
measured at H = 20 T by the function P(¢, H) =
Po(H)cos(2¢). They are Py(4.2 K) = Py(0.4 K) = 0.29 x
10° C/cm?. The curve in Fig. 3isaplot of the expres-
SioN Preg(P) = cos2¢. One readily sees that the experi-
mental angular dependences of the el ectric polarization
presented here for the above two temperatures do not
practically differ from one another and are satisfacto-
rily fitted by this expression.

Figure 4 plots the magnetically induced electric
polarization as a function of reduced magnetization
P(m) = P(M/Mg). They were obtained by eliminating
the magnetic field H between the experimental field
dependences of the magnetization, M(H), and elec-
tric polarization, P(H). The magnetization data for
Gd,(M00,); were taken from [10] for the temperature
of 4.2 K, and from [12, 13] for 0.4 K. The character of
the P(m) relation undergoes qualitative changes as the
temperatureislowered from 4.2 to 0.4 K. This appears
only natural, because by [5], a magnetic phase transi-
tion from the paramagnetic to antiferromagnetic state
takes place near 0.3 K. At m= 1, the P(m) dependences
exhibit a strong anomaly at both temperatures. The
lines through the plots 1 and 3 measured at 0.4 K are
drawn to aid the eye. The lines approximating relations
2 and 4 measured at 4.2 K were calculated using the
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Fig. 3. Reduced electric polarization p,eq($) = P($)/Pg in
Gd,(M00O,)5 as afunction of the angle ¢ between the [010]
axisand the magnetic-field direction. Magneticfield H = 20T.
The temperature: 4.2 K (circles) and 0.4 K (triangles).

expressions of the theory of single-ion magnetostric-
tion [14].

3. DISCUSSION

Thetheory of the paramagnetoel ectric effect treated
in [15] proposes the following expression for the mag-
netically induced electric polarization

P(H) = —(1/2)8H’sin2¢. (1)

Here, ¢ is the angle between the tetragonal axis ¢ and
the magnetic field. The experimental angular depen-
dences of the magnetoel ectric effect in Gd,(M0O,),, as
seen from Fig. 3, arefitted satisfactorily by an equation
of type (1). This does not apply, however, to the field
dependences. When fitted to Gd,(M0O,); at 4.2 K and
for sufficiently weak fields, equation (1) describes the
field dependences of the magnetoelectric effect with a
constant & = 5 x 1071 Ccm=? T2 The field interval
within which equation (1) is valid is very narrow. At
H=1T, theerroris 8%, whileat H=2T it isaready
as high as 40%.

The author of [16] proposes the following expres-
sion for the magnetically induced electric polarization

P(m) = ym}+,m. @)
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Here, m, , =M, /Mg, and I, and ", are constants of the
theory. The experlmental P(m) relations obtained for
Gd,(M0Q,); at 4.2 K are fitted satisfactorily by a qua-
dratic equation of type (2) only in weak fields. For m =
0.4 (H=1T), the deviation of the experimental P(m)
relation from a quadratic law is dP/P = 0.07, and for
m=0.7itis0.2. The deviation of the calculationsfrom
the experiment has a systematic character. The scatter
of the experimental valuesisan order of magnitude less
than this systematic discrepancy. Thus, the quadratic
dependence of the electric polarization on magnetiza-
tion frequently used in the literature has a very narrow
region of applicability inthiscase. At T=04K, rela
tions (1) and (2) deviate from the experimental P(m)
dependences still stronger thanat T=4.2 K.

It was shown experimentally [3] that the magnetic
field-induced variation of the electric polarization mea-
sured in terbium molybdate at T = 77-290 K, i.e,, for
small m, depends linearly on the single-ion magneto-
striction of Th3* ions. Assuming the electric polariza-
tion in gadolinium molybdate also to depend linearly
on magnetostriction, and the latter to be described by
the theory of single-ion magnetostriction [14], one
readily obtains an expression describing the depen-
dence of the éectric polarization on reduced magneti-
zation

P(m) = Pyl +12[L7H(m)]. ©)

Here, P, is a coefficient, 1)+12(X) is the Ith order
reduced hyperbolic Bessel function:

A (X)),
lh+12(X) = —ll—;j(_x—)_’ 4
1
lv12(X) = _[ P\(y) exp(xy)dy; 5)

P,(y) is the Legendre polynomial, and L}(m) is the
inverse Langevin function of reduced magnetization.
The order | = 2 of the reduced hyperbolic Bessel func-
tion is determined by the twofold symmetry of the P(¢)
plotin Fig. 3. For | = 2, the reduced hyperbolic Bessel
function has the form

Tea(x) = 1+§2—§cothx. ©6)
X

The results of the calculations made using (3)—6) are
shownin Fig. 4 by solid lines 2 and 4. The values of the
coefficient P, for the [100] and [010] directions are,
respectively, 0.18 x 10° and 0.17 x 10~° C/cnm?. They
were chosen so as to match the calculated to experi-
mental values at m= 0.8. These coefficients provide the
best fit of the calculation to the experimental data
withinthe0 <m< 0.8 interval. Inthisinterval, the error
does not exceed 2%. Thiserror has arandom character.
For m> 0.8, the calculation is seen to deviate systemat-
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Fig. 4. Electric polarization in Gdy(M0O,)3 along the[001]
axisasafunction of reduced magnetization m= M/Mgmea-
sured at different temperatures and magnetic-field direc-
tions. The field along the [010] axis. (1) T = 0.4 K and
(2) 4.2 K. Thefield along the [100] axis: (3) T=0.4K and
(4) 4.2K.

icaly from the experiment. Thus, the theory of single-
ion magnetostriction agrees with the experiment much
better than the quadratic relations (1) and (2) do. The
agreement of the calculation with the experiment
observed for m < 0.8 indicates that the proposed
approach offersacorrect interpretation of the main fea-
tures of the magnetoelectric effect in paramagnetic
gadolinium molybdate at the temperature of 4.2 K.

The experimental P(m) dependencesobtainedat T =
0.4 K fit neither of these theories. These relations qual-
itatively differ in character from relations (1), (2), and
(3). Thisis apparently associated with the closeness of
the magnetic phase transition at T = 0.3 K. The theory
of single-ion magnetostriction [14] considers a one-
sublattice magnet, which can be in the paramagnetic or
the ferromagnetic state, depending on the temperature.
In the paramagnetic temperature region, the relations
derived in this theory turn out to be applicable to a
description of the magnetoelectric effect in gadolinium
molybdate within a substantial part of the interval of
reduced magnetizations m. However, as the tempera-
ture is reduced to below 0.3 K, gadolinium molybdate
undergoes antiferromagnetic rather than ferromagnetic
ordering [5], which was not treated by the single-ion
magnetostriction theory [14]. Therefore, the relations
derived in terms of the single-ion magnetostriction the-
ory inits present form cannot reproduce the behavior of
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the magnetoel ectric effect in gadolinium molybdate for
T<0.3K, aswell as at temperatures closeto 0.3 K.

An important result obtained in this study is estab-
lishing the existence of anomalies in the experimental
P(m) relations near m = 1. These anomalies are
observed at both temperatures studied. The existence of
these anomalies is the only feature common for the
P(m) relations measured at 0.4 and 4.2 K. None of the
(1)—(3) expressions reproduces these anomalies. The
physical meaning of the anomalies consists in that at
certain magnetic fields, the magnetization m saturates
and practicaly does not grow with increasing field,
whereas the electric polarization P continues to
increaseinthisfield interval. At T=4.2K andin afield
H = 75T, the experimental m(H) dependence reaches
m= 0.98. Asthefield continues to increase from 7.5 to
20 T, the relative growth of the magnetization is
Amym= 0.02 [10]. The relative increase of the electric
polarization in this field interva is, as evident from
Fig. 1, AP/P = 0.4. This accounts for the steep increase
of the P/m derivative in the vicinity of m= 1.

One of possible reasons for the existence of this
anomaly could be that it contributes to the magneto-
striction of gadolinium molybdate from the mixing of
the wave functions among different multiplets of the
excited term of the Gd®* ion. A cal cul ation was made of
the influence of the excited term of the Gd®* ion on the
field behavior of the Faraday effect in paramagnetic
gallium-gadolinium garnet [17]. It was shown that due
to the excited term, the Faraday rotation contains a con-
tribution depending on the magnetic field only and is
independent of magnetization. This contribution can
result in a strong dependence of the Faraday effect on
the magnetic field within the field interval where the
magnetization is practically field independent due to
paramagnetic saturation. This calculation permitted
one to offer a qualitative interpretation of the experi-
mental field dependence of the Faraday effect obtained
in[17]. One cannot rule out the possibility that the mix-
ing of wave functions belonging to different multiplets
of the Gd** excited term provides asimilar contribution
to the magnetostriction of gadolinium molybdate. If
thisisindeed so, then the strong magnetic field depen-
dence of the electric polarization of gadolinium molyb-
date in the region of magnetic saturation finds an expla-
nation.
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Abstract—An experimental study of electron emission from nominally pure triglycine sulfate crystal sam-
ples of various thicknessesis reported. It is shown that the threshold field of emission, similar to the coercive
field, increases with decreasing sample thickness d in inverse proportion to d. © 2000 MAIK “ Nauka/Inter-

periodica” .

The present stage of development of emission elec-
tronics stimulates the search for new emission materials,
with ferroelectrics showing good promise. Indeed, it
turns out that emission is an integral part of relaxation
processes, which accompany practicaly any change in
macroscopic polarization of ferroelectric materials [1-4].

The most radical and, hence, capable of the maxi-
mum emission effect method of changing the macro-
scopic polarization of aferroelectric isits reversal [2].
A wealth of experimental material accumulated to date
shows the emission and polarization reversal processes
in ferroelectrics to be related. It was shown, in particu-
lar, that, first, emissionisobserved, asarule, only inthe
ferroelectric phase, where spontaneous polarization
exists. Second, it appears only when the polarizationin
asampleisreversed. If an ac electric field is applied to
a ferroelectric sample, the emission signal is observed
only in the half-period of the external field when aneg-
ative uncompensated eectric charge forms near the
emission-active sample surface [5].

An analysis of the totality of the above observations
suggests [1, 6] that this emission is most likely due to
the total uncompensated charge appearing near the sur-
face of the material when the sample polarization is
reversed.

The connection of the reversal with electron emis-
sion from aferroel ectric should manifest itself in acor-
relation between the main parameters characterizing
these processes. Studies of the relation of reversa
parameters with the emission characteristics [7-9]
revealed the existence of a similar dependence on tem-
perature, defect concentration in a sample, the type of
the ferroelectric (weak or ordinary) for the coercive
field E., and the emission threshold field E;,. In partic-
ular, an investigation of the threshold fields in chro-
mium-doped triglycine sulfate showed that an increase
of theimpurity concentration, together with agrowth of

E,, results in a corresponding increase of the threshold
field within the 25-49°C temperature interval [7, §].

A comparative analysis of experimental data on E,
on the weak ferroelectric lithium heptagermnanate and
the ordinary ferroelectric triglycine sulfate also pro-
vides support for the idea of a correlation between the
threshold and coercive fields[9]. Indeed, in weak ferro-
electrics, the E; field is very high, 5-25 kV/cm, even
near the Curie point, which exceeds by one to two
orders of magnitude that observed in classical ferro-
electrics. A similar relation was observed experimen-
tally also for the threshold fields E;, measured in weak
and ordinary ferroelectrics in the same conditions.

In view of the fact that the coercive field depends
substantially on the thickness of the materials studied,
it appears natural to assume that the emission threshold
field should likewise depend on the sampl e thickness. It
is at the checking of this assumption that the present
work was aimed.

1. EXPERIMENTAL TECHNIQUES
AND RESULTS

Similar to our preceding works, the emission cur-
rent density jo, was measured here by the standard

technique [10] in a vacuum of 6.5 x 10~ Pa. All mea-
surements were carried out on 0.4-2 mm-thick polar-
cut samples of a nominally pure triglycine sulfate
(TGS) single crystal with an area of 20-30 mm?. The
electrodes on the samples were of goldieaf. The elec-
tron emission was measured in the gap region near the
electrode closest to a secondary-emission multiplier.
The gap width was about 1 mm. The 50-Hz sinusoidal
electric field applied was 5-5000 V/cm in amplitude.
The studies were carried out in the temperature interval
from 25 to 55°C.

1063-7834/00/4204-0739%$20.00 © 2000 MAIK “Nauka/Interperiodica’
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Fig. 1. Coercive field E; as a function of temperature for
samples of pure TGS single-crystal of various thicknesses,
d (mm): (1) 0.45, (2) 1.03, (3) 1.3, and (4) 1.98.
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Fig. 3. Threshold field Ey, asafunction of thickness of pure
TGS single-crystal samples obtained at T = 25°C.

The results of the measurements can be summed up
asfollows.

Asin the previous experiments, all the samples pro-
duced electron emission only when in the ferroelectric
phase. The upper limit of the temperature interval
within which electron emission was observed is
approximately equal to the temperature of transition to
the nonpolar state, T..

Throughout the temperature range studied, the coer-
cive field of a sample decreases as one approaches the
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Fig. 2. Threshold field Ey, as a function of temperature for
samples of pure TGS single-crystal of various thicknesses,
d (mm): (1) 0.45, (2) 1.03, (3) 1.3, and (4) 1.98.
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Fig. 4. Coercive field E; as a function of inverse sample
thickness for pure TGS single-crystal obtained at various
temperatures T (°C): (1) 24, (2) 27, (3) 30, (4) 35, (5) 40, (6)
45, and (7) 48.

phase-transition temperature and vani shes altogether at
T.. Asis evident from a comparison of the temperature
dependences of the coercive field calculated from the
dielectric hysteresis loops for various sample thick-
nesses (Fig. 1), a decrease in sample thickness brings
about a corresponding growth of the coercive field
within the temperature region studied.

Similar experimental relations were obtained also
for the electron-emission threshold field E;. As the
coercive field, the emission threshold field is a decreas-
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ing function of temperature (Fig. 2). One observes also
anonlinear increase (Fig. 3) of the emission threshold
field E, with decreasing sample thickness throughout
the temperature range where the ferroelectric phase
exists. As follows from an analysis of these relations,
the emission threshold field, similar to the coercive
field, increases with decreasing sample thickness d in
inverse proportion to it (Figs. 4 and 5). The threshold
field is observed also to dightly exceed the coercive
field E.. The numerical value of this difference does not
remain constant for the material under study; it depends
on the dimensions of a sample and, in particular, on its
thickness. This effect manifests itself particularly
strongly for thin (below 1 mm) samples.

2. DISCUSSION OF THE RESULTS

Practically all of the results obtained are in accord
with the above scheme, which relates the onset of emis-
sion at polarization reversal in ferroelectrics to the
release of charges from surface electronic states
induced by the field of uncompensated charge. The sur-
face of a ferroelectric carries a bound surface charge
caused by the discontinuity in the spontaneous polar-
ization vector P.. In the equilibrium state, the bound-
charge field is balanced at a given temperature by the
free charge flowing to the surface due to the intrinsic
conductivity of ferroelectric materials (which isaways
nonzero in real crystals) or of the medium surrounding
them. Violation of this charge balance, which can
occur, for instance, under polarization reversal, creates
an electric field of the net charge in the surface layer,
which setsin during the short time required for the vec-
tor P, to reverse its direction. When oriented in the
favorable direction, thisfield is capable of accelerating
electrons and initiating emission.

As dready mentioned, polarization reversal is one
of the most efficient methods of creating unbalanced
charge on the surface of a ferroelectric. To reverse the
polarization of a sample, one has to apply an external
fieldin excess of the coercive one. A changein the coer-
cive field E,, forming for one reason or other, will also
cause an increase of the emission threshold field.

It is known that the coercive field, rather than being
auniversal parameter of a material, depends on a num-
ber of factors, including the sample thickness. Most of
the theoretical models [11] and experiments [12] point
out an inverse proportionality of the coercive field to

sample thickness, E(d, T) = EQ(T) + AcéT)

from Fig. 4, thisrelation also fits the data on the trigly-
cine sulfate crystal obtained in the present work. For
room temperature, we obtained ES = 200 V/cm and
A. = 8V. Asthe temperature is increased, the values of

ES and A, characterizing the ordinate at the origin and
the dlope of the corresponding straight lines decrease.

. As seen
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Fig. 5. Threshold field Ey, asafunction of inverse thickness
of pure TGS single-crystal samples obtained at varioustem-
peratures T (°C): (1) 24, (2) 27, (3) 30, (4) 35, (5) 38, (6) 40,
(7) 44, (8) 47, and (9) 48.

Asfollows from Fig. 5, the emission threshold field
can be approximated by a similar function, E,,(d, T) =

An(T . .
En (T) + t“; ). Here, EJ, isthe hypothetical thresh-

old field for infinitely thick samples, which is 270
300 V/cm at room temperature. This value decreases
as one approaches the phase-transition point, which
should apparently be assigned to a similar dependence
of the corresponding term in the coercive field. The
A(T) parameter is 70 V at room temperature, and it
likewise decreases as one approaches the Curie point.
Thus, the behavior of the emission threshold field for
triglycine sulfate samples of various thicknessesissim-
ilar to that of the coercive field, which implies that the
above quantities are related.

Thereis nothing strange in that the quantities E, and
E;, behave somewhat differently, because the develop-
ment of the emission processis governed not just by the
polarization reversal itself, but rather by the reversal-
induced field of the unbalanced charge, which should
be high enough to stimulate emission.

ACKNOWLEDGMENTS

Partial support of the “Universities of Russia: Fun-
damental Research” program (grant no. 2801) is grate-
fully acknowledged.

REFERENCES

1. A. M. Kostsov, A. S. Sidorkin, V. S. Za'tsberg, et al.,
Fiz. Tverd. Tela(Leningrad) 24, 3436 (1982) [ Sov. Phys.
Solid State 24, 1952 (1982)].

2. G.l. Rozenman, V. A. Okhapkin, Yu. L. Chepelev, et al.,
Pis'ma Zh. Eksp. Teor. Fiz. 39, 397 (1984) [JETP Lett.
39, 477 (1984)].



742 SIDORKIN et al.

3. K. Biedrzycki, Phys. Status Solidi A 109, K79 (1988). 9. A.S. Sidorkin, P V. Loginov, A. M. Savvinov, et al., Fiz.

4. H. Gundel, J. Handerek, and H. Riege, J. Appl. Phys. 69 Tverd. Tela (S.-Peterburg) 38, 624 (1996) [Phys. Solid
(2), 975 (1991). State 38, 344 (1996)].

5. K. Biedrzycki and R. Bihan, Ferroelectrics 126, 253 10. A. S. Sidorkin, B. M. Darinskii, A. P. Lazarev, et al ., Fer-
(1992). roelectrics 143, 209 (1993).

6. A. S. Sidorkin and B. M. Darinskit, Ferroelectrics 111,  11. A. K. Tagantsev, Ferroelectrics 184, 79 (1996).
325 (1997). o 12. G.A. Smolenskii, V. A. Bokov, V. A. Isupov, N. N. Krai-

7. A. S. Sidorkin, S. D. Milovidova, N. Yu. Ponomareva, nik, A. |. Sokolov, and N. K. Yushin, The Physics of Fer-
et al., Ferroelectrics 219, 23 (1998). roelectric Phenomena (Nauka, Leningrad, 1985).

8. A. S. Sidorkin, N. Yu. Ponomareva, and S. D. Milovi-
dova, Fiz. Tverd. Tela (S.-Peterburg) 41, 1675 (1999)
[Phys. Solid State 41, 1534 (1999)]. Translated by G. Skrebtsov

PHYSICS OF THE SOLID STATE Vol. 42 No. 4 2000



Physics of the Solid State, Vol. 42, No. 4, 2000, pp. 743-744. Trandlated from Fizika Tverdogo Tela, \Vol. 42, No. 4, 2000, pp. 725-726.
Original Russian Text Copyright © 2000 by A. A. Sdorkin, Milovidova, Rogazinskaya, A. S Sdorkin.

MAGNETISM

AND FERROELECTRICITY

Kineticsof Electron Emission fromthe TGSFerroelectric Crystal

A. A. Sidorkin, S. D. Milovidova, O. V. Rogazinskaya, and A. S. Sidorkin
\oronezh Sate University, Universitetskaya pl. 1, Voronezh, 394693 Russia
e-mail: sidorkin@dom.vsu.ru
Received August 13, 1999

Abstract—A study isreported on the behavior in time of the electron emission current density from atriglycine
sulfate ferroelectric crystal measured at fixed temperatures. This relation is shown to have an exponential
nature. The characteristic emission relaxation time depends on temperature and decreases as one approaches
the phase-transition point. The magnitude of the relaxation time and its temperature dependence can be
accounted for both within a mechanism in which the emission decay is associated with the emptying of surface
electron states, and in terms of the Maxwellian relaxation process. © 2000 MAIK “ Nauka/Interperiodica” .

Electron emission from ferroelectric crystals is a
problem of considerable significance both from the
standpoint of basic research and in terms of the appli-
cation potential involved. The kinetics of the emission
occupy an important place among various aspects of
this process. The characteristic emission-current decay
times suggest that ferroelectrics are promising materi-
als for fabricating cold emitters. On the other hand,
studying the kinetics of emission processes in ferro-
electrics in more detail could provide a better under-
standing of the basic emission mechanisms in these
crystals.

Our earlier studies[1, 2] of the emission kineticsin
ferroelectric materials, in particular, in crystalline trig-
lycine sulfate, determined the relaxation time of the
emission current after the stabilization of the polarized
state, which was created by preliminary polarization of
thesampleinan electricfield [2] or by properly varying
its temperature [1]. In both cases, al measurements
were carried out at one fixed temperature. This work
was aimed at an investigation of the dependence of the
relaxation processes in thermally stimulated emission
on the material temperature.

The electron emission current density je,, was mea-
sured by the standard technique [3] in a vacuum of
6.5 x 10~ Pa. The samples used for the study were
Y-cuts of atriglycine sulfate crystal, 20 mm?in areaand
1 mm thick. The sample temperature was measured
with a copper—constantan thermocouple and checked
by simultaneously measuring the capacitance of
another TGS sample. The error in temperature mea-
surements was 5%. The temperature of the samples
used in various experiments varied from +20 to +48°C.

The measurements yielded the following results. As
seen from the experimental plot displayed in Fig. 1,
thermionic emission from aTGSferroelectric crystal is
observed only at the instant of a change of the macro-
scopic polarization. After the temperature has stabi-
lized at a distance from the Curie point, one observes a

characteristic exponential decay of the emission cur-
rent density. The characteristic relaxation time of this
current (within the temperature region studied it is a
few minutes long) decreases as one approaches the
phase-transition point, from =10 min at 37°Cto=4 min
at 48°C. As seen from Fig. 2, in some cases (see, e.g.,
curve 2) the same process may evolve over more than
one relaxation time. Note that, as this should be in the
approximation of small enough perturbations, the
relaxation time of thermally stimulated emission coin-
cides here in order of magnitude with that of the emis-

3500

3000 ®

[\
N
=
=

2000
1500

j, count/(s cm?)
S
S
S

[e]
O\I_IIIIIIIIIIIII

500

|
100 120 140 160

1 1 1
40 60 80
t, min

20
55
50
45
40
sl

0 20 4 60 80 100 120 140 16
¢, min

(b)

T,°C

Fig. 1. (8) Emission current density vs. time plot for the
given (b) temperature variation with time, measured on
samples of pure TGS single crystal.
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Fig. 2. Log emission current density vs. time plot obtained
on asample of pure TGS single crystal at different temper-
atures T (°C): (1) 37, (2) 43, and (3) 48.

sion current in TGS crystalsin the case of electric field-
induced emission [2].

The observed thermionic activity of the ferroelec-
trics under study can be explained as dueto field emis-
sion of electrons from surface electron states induced
by the charge screening of the spontaneous polariza-
tion. At equilibrium, the spontaneous polarization
charge field is usually balanced, for instance, by the
charge settling down from the atmosphere, so that the
surface of the ferroelectric does not exhibit electrical
activity. A lack of balance between these fields result-
ing from a decrease of spontaneous polarization as one
approaches the Curie point will bring about develop-
ment of a nonzero net field, whose direction will be
determined now by the field of the balancing charge. It
isthis field that is responsible for the gjection of elec-
trons trapped in the surface electron states [4].

Estimate the characteristic time taken by the elec-
tron traps to empty by the field-emission mechanism.
The emission current density [3]

Jem(T) = en(T)W(T), (D

where n(T) is the surface density of the filled surface
states at the given temperature, and

_2.2mAT [ 42mAY
WD) == s ®PT je O @)

is the probability for a surface trap of depth A to
becomeionized in afield E. Here, { isthe width of the
potential well corresponding to the electron trap, and S
is the ferroelectric surface area involved in the emis-
sion.

The field E of the spontaneous-polarization screen-
ing charge can be written as

— 21 a (T_Tc)
E = E;EDS_ IO—B‘S (©)

where &, is the permittivity of the nonferroelectric sur-
face layer, Pgisthe saturation polarization, and o and 3
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are the coefficients of expansion of the thermodynamic
potential for the crystal under study.

Substituting thisfield into (2), we obtain the charac-
teristic electron trap emptying time

T=W"
S exp% 4,/2mA% e, 0 (4)
2J/2mAl O he2rm(Ps—./ao(T-T.)/B)O

As seen from (4), thetime 1 should decreasefor T —»
T,, exactly that which is observed in the experiment.
Numerical estimation of the time T made for the ordi-
nary parameterse, = 5, Pg= 10% S= 1, { = 108 typica
of T =45°C for the TGS crystal with a,=4 x 102 and
B =8x 10 for A= 10 yields T = 10 which like-
wise, isin agood agreement with the value measured in
the experiment.

The emission associated with the Maxwellian relax-
ation of ascreening charge can, in principle, competein
kinetics with that involving the emptying of surface
electron states. Near the phase-transition temperature,
the electric conductivity of crystallinetriglycine sulfate
is10%2 Q1 cm?, and the permittivity of the ferroelec-
tric material € = 10°, which yields for the Maxwellian
relaxation time 1y, = /4110 =103 s. In principle, this
timeis aso close to the experimentally observed emis-
sion relaxation time, but it follows aradically different
temperature behavior than the relaxation time found
from the experiment. Indeed, the electric conductivity
does not exhibit acritical behavior near the phase-tran-
sition point, and therefore the evolution of the Max-
wellian relaxation time t,, will be dominated here by
the behavior of the permittivity, which exhibits an
anomalous growth in the vicinity of T..
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Abstract—A new technique is proposed for preparing lead titanate ferroelectric films. The technique involves
asolid-phase reaction in an oxygen environment between titanium and lead layers deposited on asubstrate. The
thicknesses of the component films being deposited are chosen based on the stoichiometric ratio in the com-
pound to be synthesized. The composition and structure of the film obtained are checked by x-ray phase anal-
ysis. The films exhibit a dielectric hysteresis loop and a temperature dependence of the permittivity character-
istic of ferroelectrics. A study has been made of the temperature and thickness dependences of the film coercive
field. They also are shown to follow a pattern typical of ferroelectrics. © 2000 MAIK “ Nauka/Interperiodica” .

Of the various methods of preparation of ferroelec-
tric materials, thin-film technologies unquestionably
hold the lead. This is due both to the present trends in
applications of ferroelectrics, for example, in micro-
electronics, and to theinterest in the basic aspects of the
behavior of a substance in two- and quasi-two-dimen-
siona structures (in our case, in the so-caled two-
dimensional ferroelectricity).

Considered from the standpoint of their chemical
composition, ferroelectric films currently enjoying the
widest popularity are still those with a perovskite unit
cell, with lead titanate PbTiO; films on various sub-
strates also being of considerable interest.

Preparation of new materials by thin-film technolo-
gies has both advantages and drawbacks. In theory,
thin-film techniques have a fundamental merit in that
they alow increasing the reactivity of components
through the use of the excess surface energy of the sys-
tem and, thus, lowering the temperature of the reaction
and its duration. In thin-film systems, the requirements
imposed on the composition and structure of final prod-
ucts by the phase equilibrium conditions specified in
the corresponding phase diagrams are less stringent.
On the one hand, this considerably broadens the exper-
imental potentialitiesin aspecific problem of synthesis,
and, on the other, offers away to a better understanding
of the nature (mechanism and kinetics) of the processes
involved in the formation and operation of the struc-
tures to be prepared, to specify and study the most
interesting and important metastable states of the sys-
tem, the conditions and limits of their existence, and the
means of their control.

One should, however, point out that the use of thin-
film technologies for the preparation and investigation
of materials of a complex chemical composition, to

which ferroel ectrics belong, meetswith difficulties of a
purely technological nature.

Lead titanate can be prepared in the form of bulk
single crystals and thin films by anumber of techniques
[1-5]. All the known methods of fabricating this mate-
rial involve chemical reactions between the lead and
titanium oxides, PbO and TiO,, synthesized preliminar-
ily, for instance, by the sol—gel technology and takenin
the corresponding stoichiometric ratio. The reaction
can be run both in the original melt and in a solid-phase
process. The optimum conditions of the synthesis [the
charge (melt) composition and thermal-processing
temperature] are determined from the PbO-TiO, phase
diagram. These data suggest that the optimum lead
oxide-enriched charge compositions, which permit one
to grow crystals of two compounds, are PbTiO; (PbO—
TiO,) and Pb,TiO, (2PbO-TiO,).

In our opinion, the main difficulties met in the prep-
aration of both films and bulk crystals consist in that
one employs the already available oxides of lead and
titanium as starting components for the synthesis of
lead titanate in any form. These oxides, particularly
TiO,, are very stable compounds. Their metal—oxygen
bonds are nearly saturated, and therefore the formation
of new bonds required to produce PbTiO; isahard pro-
cess. Thisis why, in order, for example, to grow lead
titanate crystals from melt, one has to enrich the latter
with lead oxides (low-melting components) and oper-
ate at atemperature of 1000°C and higher.

1. PREPARATION OF LEAD TITANATE THIN
FILMS: STUDY OF THEIR STRUCTURE
AND PHASE COMPOSITION

This paper proposes a number of novel stepsin the
preparation of heterostructures, including PbTiOj; thin
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films exhibiting ferroelectric properties. The first of
them involves the use as starting components thin
(~1000 A) lead and titanium layers produced in a cer-
tain way in the form of heterostructures on various sub-
strates. This approach permits one to fully meet the
requirements of present-day microelectronics and lifts
the constraints imposed on the possibilities of synthesis
in solid-phase reactions specified above. At the same
time, it offers a possibility of producing and studying
individual parts of thin-film structures by comparing
their size with that of the solid-body regions where
their properties (metallic, semiconducting, dielectric,
or ferroel ectric) appear and devel op. The most essential
of them are the transition layers forming at the inter-
faces between various starting thin-film elementsin the
course of their interaction during the synthesis.

1. 1. Preparation of Lead Titanate Films on Single-
Crystal Slicon Substrates

To solvethe problems posed in thiswork, we carried
out several series of experiments using different sub-
strates and different synthesis regimes. In the first
series, the material used for the substrates was KEF- or
KOB-grade silicon single crystal cut from a[100] plate
measuring 20 x 20 x 1 mm, which was treated prelimi-
narily by standard techniques[6]. Next, layers of metal-
lic lead, and subsequently, of titanium were deposited
by magnetron sputtering on the substrates prepared in
this way. The magnetron sputtering of the metals was
chosen because of its being one of the most promising
methods for producing thin-film structures employed

0000000000000 000000000
[ ]

2

3
|

500000 000000000000000
4

Fig. 1. Block diagram of the experimental setup for the
preparation of lead titanate films. (1) VRT-2 temperature
control unit, (2) sample, (3) quartz holder, (4) resistancefur-
nace, (5) quartz tube for oxygen admission, (6) Chromel—
Alumel thermocouple, and (7) PP-63 potentiometer.
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widely in microelectronics today. This method permits
one to vary within broad limits the composition and
structure of deposited systems and the conditions of
their interaction with one another and the substrate. The
|ead-to-titanium thickness ratio, Pb: Ti = 2:1, was
chosen in accordance with the stoichiometry of
PbTiO;. The total thickness of the films thus obtained
(without the substrate) varied from 200 to 450 nm.

To abtain afilm of the PbTiO; complex oxide, the
Si/Pb/Ti structure was thermally annealed in a resis-
tance furnace having an oxygen flow with an average
rate of 40 I/h. The reactor temperature was controlled
by aVRT-2 unit to within 1-2°C. The temperature was
measured by a Chromel-Alumel thermocouple con-
tacting the back side of the sample. The temperature
and duration of the process varied within the 327—
627°C and 30-180 min intervals, respectively. Figure 1
shows the block diagram of the setup.

The temperature wasincreased in steps, namely, the
sample was placed into the furnace at aninitial temper-
ature of 300-350°C and maintained in it for 30-60 min,
after which the temperature was raised to 500-700°C.
In some experiments, the heating was performed in
three stages with intermediate temperature stabili-
zation.

The phase composition of the samples thus obtained
was checked by x-ray diffraction on a DRON-3M
instrument. The x-ray phase analysis revealed phase
transformations occurring in the structures in the
course of the thermal treatment. The diffraction pat-
terns of the starting samples (before the thermal treat-
ment) contained lines of polycrystalline metallic lead
(Fig. 2a) and revealed the presence of amorphous tita-
nium. No silicon (substrate) lines were detected.
Annealing at T = 320°C for 60 min (Fig. 2b) resultsin
the disappearance of the amorphoustitanium, oxidation
of apart of the lead to PbO,, and the onset of formation
of one of the titanium-enriched titanate phases (PbO—
3TiO;). An increase in the annealing time to 90 min
givesrise to the formation of other titanate phases, evi-
denced by the appearance of PbTiO; and PbTi;O; lines
with apart of thelead remaining unreacted, and to com-
plete disappearance of the amorphous titanium.
A stepped increase of the annealing temperature from
335°C for 60 min, to 410°C for 30 min, and finally to
600°C for 5 min brings to the end the formation of the
PbTiO, and PbTi;O; titanate phases (Fig. 2¢).

These results suggest the following. Interaction in
the Pb—Ti thin-film structure on asilicon substratein an
oxygen environment is essentially different from what
could be expected based on the phase equilibrium dia-
gram for the PbO-TiO, system.

The presence of athin amorphous layer of titanium
improves substantially the reactivity of the system. The
transformations involved occur at appreciably lower
temperatures than those in the oxide system (320°C).
Titanium interacts actively with lead and its oxide to
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form stable TiO, (which hinders this interaction when
one uses preliminarily synthesized PbO and TiO,
oxides as starting compounds). Also, the enrichment of
the titanate phases in lead oxide to PbTiO; here is
higher than that found for the bulk samples. Finally, no
reflections due to titanium silicide phases are observed.
Thus, the thin-film structure proposed here permits one
to control the interaction of titanium with Pb, Si, and O
toward the formation of the titanates, including the
PbTiO; of interest to us here.

1.2. Preparation of Lead Titanate Films
on Polycrystalline Titanium Substrates

Thelead titanate films prepared on Si substrates did
not exhibit clearly pronounced ferroelectric properties.
One of the reasons for this is the difficulties associated
with attaching electrical contacts to high-resistivity sil-
icon samples.

To overcome these difficulties, to simplify the het-
erosystem to be fabricated, and to broaden its func-
tiona potential, we have developed the techniques of
preparing PbTiO; samples on substrates of metallic
titanium. Plates of VT-10-grade titanium measuring
20 x 20 x 2 mm were polished mechanically and rinsed
in distilled water and isopropyl acohol, after which
layers of lead 100 to ~1000 nm in thickness were
deposited on them by magnetron sputtering. These
structures were annealed isothermally in a quartz reac-
tor in an oxygen environment. Thin (100-nm-thick)
lead films on Ti were annealed in regimes similar to
those used for films deposited on silicon, and thick (up
to 1000 nm) films, at 700—750°C for 5-15 min. A phase
analysis of films on titanium made after the thermal
treatment revealed primarily the PbTiO; phase, with
inclusions of PbTi;O; (Fig. 3).

Note that the use of metallic titanium as a substrate
solved aso the problem of the second electrode in the
formation and study of ferroelectric structures; indeed,
the ferroelectric forms on the metal, which serves as
one of the starting components of the heterostructure
being fabricated.

The results obtained in the study of the Ti—-Pb-Si
structures permitted one to determine the optimum con-
ditions for synthesis of PbTiO; ferroelectric films on a
titanium substrate, to simplify substantially the synthe-
sis procedure, and to broaden, at the same time, its
functional potentialities. We have succeeded in pur-
posefully changing the interaction of Pb, Ti, and O in
our technique toward preferential formation of the
PbTiO; film. The lead layer formed on the titanium
plays a specific role here. It permitted the stabilization
of the titanium surface by protecting it against uncon-
trollable transformation to the TiO, oxide, which hin-
ders the formation of PbTiO;. At the same time, the
interaction of lead with titanium controls the formation
of PbO in the way that favors the optimum lead distri-
bution between the titanium and oxygen for the forma-
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Fig. 2. X-ray diffraction patterns of the Si/Pb/Ti heterostruc-
ture. (8) before the annealing, (b) thermal annealing (T =
320°C, 60 min), and (c) stepped annealing (T, = 335°C, 60
min; T, = 410°C, 30 min; T3 = 600°C, 5 min).

tion of PoTiO;. Lead and titanium in a thin-film struc-
ture interact both with one another and, simultaneously,
with the oxygen, so that we have here the oxidation not
of the pure Pb (to PbO) and Ti (to TiO,), but rather of
an intermediate Pb—Ti composition, which starts to
form at the Pb-Ti interface.

2. DIELECTRIC PROPERTIES
OF THE SYNTHESIZED FILMS

To prove that the films thus synthesized are indeed
ferroelectric, we subjected them, besides x-ray diffrac-
tion analysis, to measurements of the principal dielec-
tric propertiesaswell. Silver was deposited for this pur-
pose on the surface of the prepared films as the upper
electrode. The deposition was performed through a
mask with holes 1 mm in diameter. In the case of asil-
icon substrate, the lower contact was provided by
depositing on the latter an indium—gallium eutectic,
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Fig. 3. Diffraction patterns of the Pb/Ti structure. The Pb
layer thickness: (a) 100 nm and (b) 1000 nm. Annealing
regime: (a) T; = 350°C, 30 minand (b) T =650°C, 15 min.

and when titanium was used as a substrate, it served as
the lower electrode.

2.1. Hysteresis Loops

The dielectric hysteresis loops were observed for an
improved Sawyer—Tower circuit with a holder adapted
for operation with thin films. The samplewas placed on
ametallic platform serving as one of the contacts. The
second contact was provided with the help of aneedle
pressed to the deposited silver. An S1-48B oscillograph
and a G3-56/1 audio-signal generator were employed.
The measurement frequency was 50 Hz, and the volt-
age across the sample monitored by aV7-26 millivolt-
meter was 0.5 V.

Measurements showed that, similar to [7, 8], the
loops observed in films on silicon substrates had a
poorly pronounced, distorted form (Fig. 4a). The loops
were unsaturated and broad, which can probably be
assigned to diffusion occurring at the film—substrate
interface.

The dielectric hysteresis |oops observed on compar-
atively thin films prepared on titanium substrates and
sowly annealed, likewise, did not exhibit saturation
and were broad (Fig. 4b). Thin film are known to have
anomalously high coercive fields. Therefore, the above
loop pattern can be accounted for by an excessively
high coercive field, which exceeds the electrica
strength of afilm and, hence, would hinder its complete
polarization reversal. The thickness ranges and thetem-
perature and deposition time regimes used to prepare
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Fig. 4. Temperature variation of the hysteresisloops of films
prepared on various substrates: (&) on silicon (d = 150 nm),
(b) on titanium (d = 150 nm), and (c) on titanium (d = 1000
nm). T (°C): (1) 25, (2) 250, (3) 370, (4) 480.

these films were similar to those employed for the films
on silicon.

A qualitatively different hysteresisloop is observed
in the oscillographic trace of comparatively thick
(1 pm) films prepared by rapid annealing at a high tem-
perature (600-700°C) [9]. The hysteresis loop dis-
played in Fig. 4c has the form typical of ferroelectric
filmsand, in particular, of lead titanate films prepared by
other techniques. The spontaneous polarization and the
coercive field derived from the loop were 15 uC/cm? and
18 kV/cm, respectively, which likewise correlates with
the results obtained by other authors.

Figure 4 demonstrates the temperature-induced
variation of the dielectric hysteresis loops of lead titan-
ate films prepared on silicon and titanium substrates
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(0.2—1 um). Onereadily seesthat as one approachesthe
temperature of transition to the nonpolar phase, both
the spontaneous polarization and the coercive field of
the material decrease. Besides, at temperatures above
the Curie point T, the hysteretic dependence of polar-
ization on the switching field, P(E), degeneratesinto a
linear relation. All this argues for the ferroelectric
nature of the synthesized films.

2.2. Temperature Dependence of the Permittivity

The temperature behavior of the permittivity was
measured on a computerized all-purpose setup. The
sample was placed on a cylindrical resistance furnace,
which served at the same time asthelower contact. The
second contact was pressed from the above. The fur-
nace temperature was varied by means of atransformer
and monitored with a chromel—-alumel thermocouple
placed in the immediate vicinity of the sample, with its
cold end immersed into a Dewar flask filled with thaw-
ing ice. The thermocouple emf was measured with a
V/7-23 digital voltmeter. In the course of an experiment,
one measured the capacitance of the parallel-plate
capacitor thus formed, as well as the film conductivity
and the loss tangent. The measurements were per-
formed with the use of a digital RLC meter, with the
readings of al instruments entered automatically into
the computer memory. The sample heating rate was
10-15 K/min. After the transition through the Curie
point, the sample was cooled at the same rate, and a
reverse run of the g(T) relation and of the loss tangent
tand(T) were measured. The measurement frequency
was 1 kHz.

Figure 5a presents the ¢(T) dependence for lead
titanate films on a 1 pm-thick titanium substrate. We
readily seethat the films exhibit a characteristic growth
of € as one approaches the phase-transition temperature
(495°C). Measurements at higher temperatures are
made difficult by film degradation. The film conductiv-
ity measurements are plotted in Fig. 5b.

2.3. Dependence of the Coercive Field of the Films
on Their Thickness

The coercive field of thin ferroelectric materials is
known to increase rapidly with decreasing film thick-
ness[10, 11]. A comparison of the dielectric hysteresis
loops obtained for films of different thickness permits
one to follow the thickness dependence of E, for the
films that we prepared. The results of study of this
dependence plotted in Fig. 6 also exhibit a clearly pro-
nounced inverse proportionality E.(d™) characteristic
of ferroelectrics.

Thus, the above results show that lead titanate films
possessing ferroelectric properties can be obtained by
reacting lead with titanium in the solid phase in an oxy-
gen environment. By precluding the formation of
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Fig. 5. Temperature dependence of (a) permittivity and
(b) conductivity of alead titanate film. (1) heating run, (2)
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Fig. 6. Coercive force as a function of inverse film thick-
ness.

highly stable oxides, this technique permits one to con-
siderably lower the temperature of the synthesis and,
hence, to partially remove the problems arising due to
the substrate material diffusing into the film.
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Abstract—Themethod of deriving aset of equations describing the first-order phase transitions under different
conditions has been proposed. A set of equations is obtained for a medium in which a decrease in the pressure
leads to the formation of bubbles filled with adissolved gas. © 2000 MAIK “ Nauka/Interperiodica” .

One of the most important problems in the physics
of first-order phase transitionsis to devise amethod for
deriving a fundamental system of equations represent-
ing these processes in various media under different
conditions.

Discrete kinetic equations for describing the precip-
itation of particles involving atoms of the same sort in
the course of phase transition have long been deduced
[1-4]. Similar equations in a continual form were
derived by Zel’dovich [5].

The equations for first-order phase transitions con-
tain coefficients that depend on the quantities govern-
ing these processes. The determination of these coef-
ficients is the basic problem in the formulation of
closed equations describing phase transitions. Despite
numerous investigations in this field, up to now, there
has been no regular method for determining these
coefficients (specifically for complex systems) with-
out invoking additional assumptions regarding the
possible application of the detailed balancing princi-
ple and a certain equilibrium size distribution of par-
ticles. These assumptions are questionable in the case
when a system is nonequilibrium. In the simplest
cases, these assumptions can be considered as limita-
tions imposed on the relationships applicable to an
equilibrium system.

In these cases, which, as arule, have already been
treated, the obtained coefficients take the correct form.

The present work is devoted to the formulation of a
method for determining the coefficients of kinetic
equations describing the first-order phase transitionsin
the sufficiently general form without invoking the
above assumptions. As an example, we considered the
formation of bubbles of a gas dissolved in a medium
with adecrease in the external pressure.

1. THE BASIC SYSTEM OF EQUATIONS

The evolution of gas bubblesin viscous liquids and
melts at the given instant t is determined by the distri-
bution function f(V, N, t) over the bubble volume V and
the number of gas atoms N per unit volume of a gas
bubble. When deriving the basic system of equations, it
is convenient to introduce the dimensionless quantity
N, = V/V,, where V, isthe change in the bubble volume

for time &t. Then, f(V, N, t)dV = f (N;, N, t)dN,, and
f(V,N, t) = V5" (N, N, t).

Let &t be sufficiently small so that the changein vol-
ume by V, leads to the change in the number of gas

atoms by unity. Then, we can write

al ol
= _(IN_IN—l)_(INl_INl—l) = —m—a—Nl,

(o3
|

(o3}
—

In = Vaonea F(NL NGB =vaa o (NG N+ 1, 1), (D)
In, = Vg ngea FONG NGB =V g NG+ 1 NS ).

Here, I istheflux in space N; Iy, isthe flux in space

N,, and vy v+ ISthe frequency of transition from state
N to state N + 1. The meaning of the remaining frequen-
cies of transitions is obvious. Since equation (1) islin-

earin f, and f and f differ only by a constant multi-
plier, hereafter, the bar over f will be omitted.

The flux I can be represented as

I = Vi N3 N =SR2 (N + 1N D). )

VN, N+1

Theflux Iy, hasasimilar form.
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2. CALCULATION OF RATIO
BETWEEN FREQUENCIES
OF TRANSITIONS—THE METHOD
OF VIRTUAL MEDIA

In order to calculate the ratio between the frequency
of liberation of a structural element vy .. ; y and the fre-
quency of absorption vy y + 1, we employ the method of
equilibrium virtual media[6, 7]. Thisbecomes possible
in the systems for which the notion of a “physical
point” is applicable; i.e., in the case when a system can
be described in terms of local thermodynamic quanti-
ties. Then, the frequency of liberation or absorption of
particles upon growth of a new phase (or upon transfer
from one physical point to another physical point) is, in
the genera case, the product of the kinetic factor
responsible for the transfer rate and the probability of a
favorable configuration, which is determined by the
local thermodynamic potential.

Thisapproach implies arather small variationin the
local thermodynamic potentia in the range of a physi-
cal point, which is also determined by the characteristic
length of interaction between particles in a system.
Parameters of the system can depend on external con-
ditions in an arbitrary way, provided that they only
dightly vary over the length of aphysical point.

In condensed media, there is a short-range interac-
tion, and the characteristic length of the interaction
between atoms is of the order of interatomic distance.
Under these conditions, a physical point should contain
asufficiently large number of atoms. Its size should be
less than the least characteristic size determined by the
external conditions of the existence of the system under
consideration.

To caculate the ratios Vy,in/Vnn+1 and
Vn,+ 1N, /YN, N, +1, WE introduce accessory virtua

media. These media are chosen so that, for a given gas
bubble, they provide the fulfillment of equilibrium con-
ditions (detailed balancing principle) with respect to
any process responsible for its evolution. In our case,
these are the change in bubble size and the change in
amount of agasin the bubble.

In the calculation of the vy, 1 n/Vy n+1 rétio, the
virtual mediumisin equilibrium with agas bubble with
respect to the exchange of atoms, i.e., in the chemical
equilibrium. When choosing such a medium, it is
essential that the kinetic coefficient for the frequency of
transfer of a gas atom into a bubble would coincide
with the actual coefficient and thelocal chemical poten-
tial would be equa to the chemica potential of gas
atomsin the bubble.

For abubble with p- > pV (where pt is the chemical
potential of agasatomin aliquid, and pV isthe chemi-
cal potential of a gas atom in a bubble with volume V),
this medium is an actual medium in which afraction of
atoms is frozen (i.e., atoms are assumed to be fixed).
Their interaction with mobile atoms in a medium
remains unchanged. Thisimplies that the environment
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of mobile atoms in the course of displacements and
their interaction with the surrounding gas atoms are
identical to those in an actual medium. Correspond-
ingly, the kinetic coefficient for the transfer of amobile
gas atom into a bubble is the same as in an actua
medium. Naturally, the entropy of mobile atomsisless
than the entropy of all atoms in the medium. The num-
ber of frozen gas atomsin the medium is determined by
the equality between the chemical potentials for mobile
atoms and the chemical potentials for gas atoms in a
bubble with allowance made for their interaction with
frozen gas atoms. (This condition permits one to deter-
mine the number of frozen atoms as may be required.)
The condition for applicability of the above approach
assumes that the transfer of a gas atom from a medium
into a bubble, or from a bubble into a medium, occurs
for the time during which the environment of these
atoms does not undergo substantia changes.

Therefore, for a gas bubble with the specified size
and the given number of atoms, one can find a virtua
medium being in a detailed equilibrium with this bub-
ble, and, hence,

VN+1LN — GN,N+11 (3

where Vy v+ iS the equilibrium frequency of the
transfer of gas atoms from avirtual medium into a bub-
ble. Since the bubble size remains constant during the
process, the corresponding variable can be omitted. As
aresult, we can write

Vnn+r _ W

Vnner Vnner W 4)
= exp(AS—Aé) = eXpAS,.

This relationship takes into account the fact that,
according to the conditions of construction of the vir-
tual medium, its kinetic coefficient for the transfer of a
gas atominto abubbleisequal to the kinetic coefficient
for the transfer of the gas atom in an actual medium.
These coefficients are cancelled to give the ratio
between the probability of the favorable configuration
for the transfer of a gas atom from the virtual medium

into a bubble W and the probability of the favorable
configuration for its transfer from an actua medium
into the bubble W. Let us now consider the Gibbs
microcanonical distribution for a closed system—an
actual medium, a virtual medium, and a gas bubble.
Then, after the appropriate integration in a usua way,
we obtain the following expressions for the probability
of the transfer of one atom from a virtual medium into

abubble W and the probability of its transfer from an
actual medium into the bubble W

VN+1LN _

W(E, N, E,N-1,E,, N,+1) = constexp[S(E, N)
+S(E,N-1) + S(E,, N, +1)] = Be™",
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B = constexp[S(E, N) + S(E, N) + S(E,, N, + 1)],
AS = S(E, N) —S(E, N —1),
W(E,N-1,E N, E, N,+1) = Be"",
AS = S(E, N)—S(E, N—1).

Here, N, N, N,, E, E, and E, are the mean numbers of
particles in subsystems and their mean energies. From

the ratio W/ \7V, we obtain formula (4). In this formula,

AS, = AS—AS isthe change in the total entropy of the
closed system, which consists of the actual subsystem

(AS) and the virtual subsystem (AS). In the genera
case, each of these subsystems is in equilibrium by
itself, but not with each other. The deficit of the tota
entropy AS, upon transfer of a gas atom from a bubble
(i.e., from an actual medium into avirtual medium) can
be determined by the general relationships.

In the case when the conditions for the transfer are
such that the entropy deficit increases by AS, < 0 as
compared to the equilibrium entropy under the given
conditions, we have

AS, 1
ASn - _AE Rmm = _-T—Rmin: (5)

where R, > 0 is the minimum work that should be
done to increase the energy of the system by AE > 0
and, thus, to increase the deficit of the total entropy
with respect to the initial total entropy of a metastable
system by AS, < 0 at its constant value. For our case of
the transfer from the virtual medium (in which the
chemical potential of a gas atom is pY) to an actual
medium (the chemical potential of agasatomis ), at
pt = Y, we have R, = p- — V' > 0.

If the conditions of the transfer are such that the
entropy deficit decreases by AS, > 0 as compared to the
equilibrium entropy under the given conditions, we
obtain

AS{] |AE||Rm8X| = -|-|Rmax| = T|Rm|n| (6)

where |R,.| > 0 is the maximum work that can be done
by the metastable system to decreaseitsenergy by AE < 0
and, thus, to decrease the deficit of the total entropy of
asystem by AS, > 0 at its constant value. In our case, at
M- < Y | Rie| =[5 = Y] = =(U" = 1Y) = [Ryig|- Thus,
as follows from equations (5) and (6), at any ratio
between the chemical potentials u- and WY, the quantity
AS, can be written as

1, L

ASn = _-TJ:Rmin = _-T-(u _uv)! (7)
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where R, is the minimum work defined above [see
formula (5)]. Note that, as is well known, |R, x| =
|Rmin|-

As can be seen from formula (4), the ratio between
frequencies is a function rapidly varying with its
parameters. This meansthat its argument AS, should be
represented as a difference, so that the expansions rap-
idly converge. Hence, we rewrite relationship (7) inthe
form

AS, = —-Tl-(HL—HV)

_F(N+1,V)-F(N,V) _ 1%F

- T ~ TN’
whereF(N, V) is, aswill be shown below, the difference
between the free energy of the medium containing a
bubble (with the volume V and the number of gas atoms

N) and the free energy of the medium involving dis-
solved gas without bubble.

Then, the ratio between the transfer frequencies is
given by

Vnion _ Vnnes _ I YA
Vaner Vnner exp[ T(u H )}
' ’ 9)

- opF(N*L, VT)—F(N,V).

(8)

In calculations of the frequencies vy y, ., and

Vi, +1 N, fOr the process attended by changesinthesize

of a gas bubble, the virtual medium is the medium
being in amechanical equilibrium with a given bubble.
The local thermodynamic potential of this medium is
determined by the pressure at the bubble surface p- +
20/R, where p*- is the pressure in aviscous liquid, Ris
the bubble radius, and o is the surface tension coeffi-
cient at the liquid—vacuum interface (we assume that
the gas in a bubble does not affect the surface tension).
By using the above relationships, we substitute R, for
this process into formula (7).

Anincrease in the volume of virtual medium by the
elementary volume V, implies a decrease in the bubble
volume, because the bubbleisin adetailed equilibrium
with the virtual medium, and the number of elementary
volumes N, in the bubble decreases by unity. Therefore,
for p¥> p- + 20/R (where p- isthe gas pressurein avis-
cous liquid), we can write

AS, = AS—AS = —2

T
_ 1 %)v AL avol
In this expression, we took into account that a decrease
in N, by unity signifies a decrease in the bubble volume

V —= V-V, and anincrease in the volume of an actual

Rmi n
(10)
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medium by V. As shown above, formula (10) can be
used at any ratio between p¥ and p*

_ 1ov L 20
AS, = —f%’ —p —35\’0
(11)
_ FINV+Vo) -F(N.V) _ 18F,,
- T S ToV °

(the modulus sign is omitted). Relationship (11) per-
mits usto obtain the ratio between the transfer frequen-
cies

VN, +1,N U N, +1 1nv L 20
1 1 V1 = = 1 "Y1 = eX _= _ __l:\/}
VN, Ng+1 Vg Ng+1 p[ T P RO
o FINVIZF(NV-Ve) _ 15, (12)
P T PT5v Vo

Let us reconstruct F(N, V) from its derivatives (8)
and (12)

\ N
_ (OF oF
F(V,N) = J;esv v +{5N LN

= V(p"—p") + N(u' —p") + 4R’
Indeed,

(13)

dv = }%)L + %’Edv = p"V +4nR%o,
- 0

v
oF

J&V<o
0

pV|N:O =0,

J’éN‘ dN' = J’(p —pH)dN' (14)

ap'a
= N(p' - Y J’N “VaEdN

= N(u'-pu")-Vvp’, F(0,0) = 0.

Here, 1V isthe chemical potential of gasatomsin abub-
ble with constant volume V upon integration with
respect to N, and ou¥/dp¥ = V', where V' is the volume
of a gas bubble (with the volume V and the number of
gasatomsN') per atom. Since the volume upon integra-
tion with respect to N' isconstant, N'V' =V = const, and
this quantity can be factored outside the integral sign.
Therefore, F(V, N) isan analog of the changeinthefree
energy upon formation of a bubble (with the volume V
and the number of gas atoms N) in the medium.

If the pressure in the medium p- > p (where pisthe
saturation gas pressure), under all conditions, we obtain
F(V, N) > 0. When p* < p, at certain parameters, we
have F(V, N) < 0. Thisimplies that the system is meta-
stable and, thus, will break down.

SLEZOV

3. CHANGE-OVER TO DIFFERENTIAL
EQUATION

For macroscopic volumes of gas bubbles at N; and
N > 1, relationships (8) and (12) enable us to change-
over from difference equation (1) to the differentia
equation. As aresult, we abtain

In = Vi n+18XP(=F(N, V)/T)
x[exp(F(N, V)IT)f(N, V, 1)
—exp(F(N+ 1, V)IT)f(N+1,V,1)]
15F L TN,V 1)
N N”[TtSN T]

In the right-hand side of this equation, the first termis
the “hydrodynamic flux,” and the second term is the
diffusion flux in the space of numbers of gasatomsin a
bubble

(15

(N, V, t) +

dN _ 10F

D(N) = VN,N+17 dt D(N)TaN

(16)

For 1, (asfor Iy), the expression is similar to formula
(15), that is,

10F of
In, = —Vn, N1+1[-T-6_VV f+ GVVO}

In going to the continuous variable V = N;V, with
allowance made for the relationship

of _ f

N, ~ av o
we obtain
158F of
ly = 1n,Vo = —Vy, N+1V0[T6Vf +W}
(17)
oly _ O,
FIVARETN N

Informula(17), thefirst termisthe hydrodynamic flux,
and the second term is the diffusion flux in the space of
the bubble volumes. Therefore,

dv _ 10F
dt D(V)TGV

From relationships (17) and (18), it follows that the dif-
fusion coefficients D(N) and D(V) can be determined if
the rate of hydrodynamic flux is known. This rate can
be found by solving the corresponding problem or from
analysis of the processes proceeding at the boundary of
anew phase.

Then, equation (1) can be rewritten in the form

D(V) = vy, n,+1Ve, (18)

of _ 0dly Odly
3t - 9N 9V’ (19)
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where

dN dv
IN—dtf—D(N) v =g f

For equation (19), it isnecessary to determinetheinitial
and boundary conditions. Note that equation (19) isrig-
orously applicable when N and V are the macroscopic
quantities, however, in the case when N is of the order
of unity and V is of the order of atomic volume, this
equation leads to a qualitatively correct description of
the process of the gas bubble formation.

D(V)

4. CALCULATION OF THE RATES
OF CHANGE IN BUBBLE VOLUME
AND ITS FILLING WITH GAS

Now, in order to calcul ate dN/dt, we should take into
consideration the fact that, at the initial and transient
stages, gas bubbles do not involve “ diffusion clouds” of
gas atoms, even though they can appear at the transient
stage under certain conditions.

Consequently, the boundary kinetics of filling abub-
ble by gas atoms takes place at these stages. To put it
differently, under these conditions, thereisan exchange
of gas atoms between the medium and the bubble.
Then, by assuming that the gas in the bubble is ideal,
we obtain

dN

dt

10F _

- _D(N)TESN =95

2 amrénd (u -1, (20)

D

D(N) = 0(2|

4ATR°n" = = VN N+11

15F _ 1 Vv 1, L v, _ p

Here, p isthe saturation gas pressure responsiblefor the
gas density in a liquid n*(p), D(N) is determined by
the conditions at the medium—bubble interface, D is
the diffusion coefficient of gas atomsin the medium, a
(0 < a < 1) is the coefficient accounting for an addi-
tiona barrier that can exist for the last jump of a gas
atom into the bubble, and | is the length of an elemen-
tary displacement (of the order of interatomic distance
intheliquid) of gasatomsin the medium. Note al so that
D/2I? is the frequency of jumps of gas atomsin a cer-
tain direction, 4nR? is the volume from which gas
atoms migrate into the bubble, and 41R?In" is the num-
ber of gas atomsin this volume (where n* is the density
of gas atoms in the solution). By multiplying these
quantities, we obtain D(N).

The rate of change in the volume or in the size of a
bubble in an incompressible viscous liquid (or a melt)
can be calculated using the Navier—Stokes equation for
incompressi bl e viscous liquids and the continuity equa:
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tion. Asis known,
OV 100
+(v-V)y; = —= (Dp nav;) = oOx, (22)
k
= _ dR
divv =0, v| _g= 00 (23)

Here, Risthe bubble size; v; isthe ith component of the
velocity field in an incompressible liquid, for which
Ap/p = kp- < 1 [where k = (1/V)(dV/dp) is the com-
pressibility coefficient of aliquid, and V is the volume
of aliquid]; pistheliquid density; n isthedynamic vis-
cosity of aliquid; pisthe pressurein aliquid; and o, is
the stress tensor

v, a 0V
ox U
where §,, isthe Kronecker symbol. For a spherical bub-

ble, v; (o;) has only one nonzero component V, (g,,) in
the spherical coordinate system

Oix = —p5|k+r][5 (24)

For a liquid with sufficiently large viscosity, any
term in the left-hand side of equation (21) is consider-
ably less than any term in the right-hand side.

Thisimplies that, for such aliquid, it is possible to
use the quasi-equilibrium condition at the boundary,
that is,

ao-rr
ar 00

The conditions of mechanical equilibrium are met at
the bubble surface

_%) ZOD crflr:R -

From equation (22), we obtain the velocity field in a
liquid

v,
_p|r=R+2n—a—r-- (25)

v, - FO _ RS

r2 dt Lr O

Substituting equation (26) into formula (25) gives the
growth rate of apore dR/dt, that is,

dR _ Rpv 1
_at—_4r]%) P

According to relationship (27), therate of changein the
volume V can be written as

(26)

2007

—F\;D (27)

dV %3 B L_Z_QD
(28)
_ Ml%)v_ L_20_ 3VT16F
an T RO™ 4n ToV’
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Then, using expression (18), we have o °° 0
L
D(V) = Z. (29) 0 {{ H

For a sufficiently viscous liquid, the difference
between the pressure p(R, t) at the bubble boundary and
the pressure p* is small, and, hence, p(R, t) is replaced
by p* in formulas (27) and (28). By integrating expres-
sion (21) from Rtoinfinity and substituting V, from for-
mula (26) into the integrated expression, we obtain the
equation for determination of p(R, t)

1[p(r,t>—pL]|,=R

IDR ddRg 1R'rdRFO [dr (30)

J a0 2,

d[dRD 1R 1pgRef
dthtD 20at0 — 200t0°

From relationship (30), it follows that

(P(R-p) _ 1dRFp
pt 20dtU pt
2 2012 (3D
= P8 OV _pt-280 <,
oo PR
Inequality (31) determines the possibility of replac-
ing p(R, t) by p-.
Itisevident from expression (31) that the inequality
isfulfilled even at large R and the sufficiently high vis-
cosity n. This aso immediately follows from the fact

that the inequality has the second order in the low rate
(dR/dt).

By determining dN/dt from equation (20), dV/dt
from formula (28), D(N) from relationship (26), and
D(V) from expression (30), kinetic equation (19) can be
represented as

of _ o 1AF, ot
at - aND(N)[T 3N T aN}
5 f (32
15F. 9
D(V)[TBV +a_v}’

wheref is normalized to the unit volume, and fdVdN is
the number of bubbles per unit volume. The boundary
and initial conditionswill be specified below. Equation
(32) should be complemented by the law of conserva-
tion of gas atomsin bubbles and in the medium

00 00

[ O
nL(p|t=o)Eﬂ-—IIVf (V, N, t)deVE
00
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where n(p) is the gas density corresponding to the sat-
uration pressure p in aliquid, and p(t) is the saturation
pressure corresponding to the density of gas atomsat a
giveninstant. In other words, it isthe pressure of atoms
of the gas being in equilibrium with the gas dissolved
inaliquid.

The multiplier 1 — o [ VfdNdV accounts for the

fraction of the free unit volume of the medium after the
formation of gas bubbles (the reciprocal of this quantity
determines the “expansion” of the unit volume, i.e., the
volume occupied by the unit volume of a liquid with
bubbles). This means that the volume of a liquid with
bubblesis given by

00 00 =1

O 0
V = VOBB.—J’IVf(N,V)dVdNE . (34)
00

Equations (32) and (33) comprise the complete set
of equations determining f(V, N, t) and n'(t).

5. CHARACTERISTIC TIMES OF ADJUSTING
THE NUMBER OF GAS ATOMS IN BUBBLE
TO PORE SIZE OR ADJUSTING THE BUBBLE
SIZE TO AMOUNT OF GAS IN BUBBLE

Thefinding of the general solution of equations (32)
and (33) isavery complex problem. It is easier to take
the general solution of these equationsin the case when
kinetic equation (32) can be reduced, with good accu-
racy, to the one-dimensional equation. To accomplish
this, the parameters of a system should provide arapid
attainment of an equilibrium with respect to the
exchange of gas atoms between bubbles and the
medium, that is, - = pY, and the subsequent slow
change in the pore sizes. In the process, the chemical
equilibrium is adjusted to the current bubble size. In
this case, equation (20) rapidly relaxesto zero at a con-
stant bubble size. For anideal gasin abubble, equation
(20) takesthe form

dN _ D

dt 2l (35)

4nR26_—Fr)In£V.

p
Assume that the gas dissolved in a liquid obeys the
Henry law n- = dp/ T, where 8 isthe solubility of the gas
in aliquid, p is the pressure corresponding to the gas
density in liquid n(t) = n(t), and pV is the pressure in
the bubble of volume V.
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At the nucleation stage, the gas density in liquid
remains virtually constant n(t) = n~(0) = dp,/Tand p =
Po, Where p, is the saturation gas pressure at the initial
instant of time. Then, at dN/dt|t>>Tg — 0, we have

pv = NI = Pos V = 4—T[R3 = NI,
\% 3 Po
(36)

Po
T

Consequently, in this case, V and N are related by
relationship (36).

The relaxation time required for adjusting the gas
amount to the bubble size can be obtained by the linear-
ization of expression (35) with respect to Nin thevicinity
of agiven bubble size with the use of relationships (36)

dAN D 2« OAN
— = AR ———. 7
dt 21" 6411R3/3 30
Hence, it follows that the characteristic time of chemi-
cal relaxation T, (u- = pY) is determined as

L - 2R
9 33D
If the gas in a bubble cannot be treated asidedl, it is
necessary to perform the substitution T/V —» dpY/oN
with the use of the equation of state p¥ = p¥(N/V, T). In
the case when the bubble sizes vary so fast (at a suffi-
ciently low viscosity of the liquid) that the mechanical
equilibrium between the bubble and the medium has
managed to be maintained, we obtain from relationship
(27) that

N=V

(38)

B —o p'-p-2Z—0 (@39
dt |t> 1,
Substitution of p¥ = NT(4nR%/3)* givesthe relation-
ship between Rand N
3TN
R? (N) = 310"
L 20 L 2n o’ L
< — <L | —— =
p<gop <3 (NI p, (40
NT L_20 Lo ~L
R} (N) = , > or pt > ph
(N) =7 ow PTROPP

By linearizing relationship (27) in the vicinity of
R(N) and using expression (39), we obtain

dAR _

dt 4r1%3 "+ R(N)EAR

Therefore, the relaxation timerequired for adjusting
the bubble size to the amount of gasin the bubble N is
written as

(41)

an

= (42)
3p" + 80/R(N)
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At small p-, we have 3p- < 8a/R(N), and relationship
(42) can be simplified to yield

R(N)SRC:%, T, =

where R(N) is specified by equation (40).

Note that expression (43) is more probable for the
initial and transient stages. After the transfer of a con-
siderable part of excess gas into bubbles, and, corre-
spondingly, a sufficient increase in the mean size of
bubblesto R > 2a/p", formula (42) can be rearranged
to give

1 (@3

-4
TR - 8O.R(N)7 p()

3pL 3p. ° o
Relationship (44) is more probable at the later stage

when bubbles have not already nucleated, their mean
size increases, and the number decreases.

g =

(44)

6. REDUCED EQUATIONS
FOR TIME EVOLUTION OF GAS BUBBLES
IN VISCOUS LIQUID

For liquids and melts with rather high viscosities
and solubilities, the following inequalities most likely
should be met:

2IR an
9= 35D <R " (49)
or
410
5507 < L (46)

Thus, the simplified reduced eguations can be
derived from expression (32) for liquids with suffi-
ciently high viscosities when condition (46) isfulfilled.
In this case, the chemical equilibrium (u* = pV) is rap-
idly attained at a constant bubble size. The pressure in
a bubble becomes equal to the equilibrium pressure
corresponding to the pressure p(n*) of the gas dissolved
inthe liquid, that is, p¥ = p(n‘(t)), and does not depend
on the bubble volume. This adjustment leads to a con-
siderable decrease in the number of independent vari-
ables. Indeed, at t > T, under the assumption that the
gasin bubblesisidea (p¥ = NT/V) and with the use of
relationship p¥ = p, we can obtain the expressions

f(V,N,t) = ¢(V,t)d(N—-N(R)), (47
N(R) = TRE, (48)
emp-r-RE p=p) @

[where d(X) isthe deltafunction], which corresponds to
the adjustment of the number of gas atomsin a bubble
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to its size. Substitution of formula (47) into equation
(32) and the integration with respect to the adjusting
variable [1] lead to the equation for ¢(V, t)

o _ aly
at oV
0 10, - L (50)
a_vD(V)[? -p -2 av}
3VT 4T[ P PV
D(V) = T N(V) = SRz = =, -
u—p’ =o0.

As follows from relationships (51), the distribution
of bubbles over volumes or sizes aso determines the
gas amount in bubbles due to the adjustment of the gas
content to the bubble size. It is quite reasonable that, in
the case when the gas density in a bubble is sufficiently
high, it is necessary to employ the equation for a real
gas

F(V, 1) = [T(V,N.OdN = o(V, 1),

cANG?
CavO

(52)

F(N,t) = If(v, N, t)dV = d(V(N), 1).

Here, F and F are the distributions of bubbles over
sizes and amounts of gas, respectively.
In order to write the closed set of equations, the law

of conservation of the number of gas atoms should be
taken into consideration

o ° 0
noEﬂ. - .[q)VdVE
° (53)

0

= nL(t)EIL—IV¢dVB+IN(V)¢(V, t)dv,
a 0 a 0

where n, = n‘(t = 0) istheinitial gasdensity inaliquid,
and n(t) isthe gas density at a given instant. The third
term is the amount of gasin bubbles per unit volume.

The multiplier 1 — o VédV accounts for the frac-

tion of the unit volume occupied by the liquid. Thus,
the expansion of aliquid or a melt is governed by the
relationship

-1

V_o§g Vo (V, t)dVE (54)
Vo I

where V isthe volume of theliquid, and V, istheinitial
volume of the liquid. For low-viscosity liquids, when
T, > Tg, the mechanical equilibrium between the gas

and the bubble is rapidly established; i.e., the bubble
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sizeis adjusted to the amount of gasin the bubble. Con-
sequently, from the fulfillment of the inequality

Ty > Tg, OF > 1,

4o
30Dn
1l R p 20
280p, > 0 F P >R
it followsthat f(V, N, t) — W(N, t)o(V — V(N)). Corre-
spondingly, as aresult of adjustment, when the bubble
volume “follows’ the amount of gasin the bubble, we
have

(55
or

ou _ 0 [ p(nL) aw}

— = —D(N)|yIn——~—

ot  ON (N)| ¥ p"+20/R ON (56)
D(N) = a%4nR2n . p'=p +2—0

At the nucleation stage, p(nt) = p(n“(0)) = p, isthe
initial pressure. The R(N) quantity is defined by equa
tions (40). It ismore probable that p- < 2a6/R; however,
at sufficiently high pressures when p“ is maintained in
theliquid by external conditions, it is quite possible that
pt > 20/R. The law of conservation of the number of
gas atoms in this case takes the form

o - H

noDl—J'V(N)lJJ(N, t)dND

o J 0
(57)

[

= nL(t)EIL—J'V(N)lp(N,t)dN%+J’NqJ(N,t)dN.
D 0 D 0

Under these conditions, (1 —ﬁ:V(N)Lp(N, t)dN)™

is the expansion coefficient of the liquid, o NYdN is

the total number of gas atoms in all bubbles per unit
volume, and ny = n“(0).

7. LIMITING VALUES OF DISTRIBUTION
FUNCTION AT SMALL VALUES OF VARIABLES

For equations (50) and (56), it is necessary to spec-
ify the boundary and initial conditions. To accomplish
this, let us divide volume V into elementary volumes
V, = T/P equa to the volume per gas atom in a bubble
[see equation (50)].

According to equation (50), when the bubble
absorbs a gas atom, the bubble volume changes by V,.
Thiselementary volume will betreated asthe minimum
volume of the bubble. Then, the probability that n gas
atoms occupy the volume V; is determined by the Pois-
son distribution
n—n e—ﬁ

n -’

W(n) = (58)

No. 4 2000



METHOD OF VIRTUAL MEDIA IN THE THEORY

where i =ntV, =9, d = n/n=n-T/p isthe gas solubil-
ity; nisthe gas density at pressure p; and n“ is the equi-
librium density of dissolved gas, provided that the
Henry law is fulfilled. The probability that a bubble
with one gas atom occurs in the volume V, is given by

W(1) = d3e™. (59)

The total number of these bubbles per unit volume
depends on the gas density intheliquid. Each of the gas
atoms in the liquid can form an elementary bubble of
volume 'V,

B(VIVo )|y, .1 = NBE”. (60)

By going from the variable V,/V to the variable V,
we finally obtain

O(V, AV = VIV, Y,
Vo
00 = O(V.Dl, Ly, = - = nRee’ ey
- L2 -3 — 6232 —6.
(n)e Tze

Limiting relationship (61) is the sought boundary
condition for the ¢(V, t) function.

If the fluctuations in the bubble formation are
ignored, the initial condition is defined as

o(V,t)]=o = 0. (62)

Therefore, the set of equations for ¢ (50) and n-(t)
(53) becomes closed with boundary condition (61) and
initial condition (62). In the case when 14 > Tg, €ach
atom is the nucleus of the gas bubble. The extension of
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the macroscopic approach to the bubbles of atomic
sizesleadsto

YN, t)[y ., —n". (63)

By neglecting the fluctuations, the initial condition
is represented by

W(N, ]p51t=0 = 0. (64)

Thus, equations (56) and (57) with boundary condi-
tions (63) and initial conditions (64) form the complete
closed set.

The general relationships obtained can be applied to
determine the coefficients in kinetic equations in other
different cases of first-order phase transitions. The
above-derived kinetic equations, as applied to the evo-
lution of the first-order phase transitionsin viscous lig-
uids and melts, will be considered in a separate work.
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Abstract—Theresults of electron-microscopic studies of grain boundaries and the structure of fractures of tita-
nium boride- and nitride-based films obtained by nonreactive magnetron sputtering are considered. The chem-
ical and phase composition of the films is analyzed with the help of Auger electron spectroscopy and micro-
scopic electron diffraction analysis. The structure of boundaries and the presence of amorphousinclusions, dis-
locations, and other structural distortions are discussed and the nature of the deformation under indentation is

considered. © 2000 MAIK “ Nauka/Interperiodica” .

In the continuation of our previous research [1], it
was interesting to obtain more detailed information on
the structure of grain boundariesin boride—nitridefilms
and to study the nature of their fractures. The structure
of boride and nitride films has been investigated by
many authors (see, for example, [2-11] and the review
[12]). Some of them [4—6, 12] noted the possibility of
amorphous phases forming as a result of nonequilib-
rium conditions of deposition. However, the data are
not systematic, and the information on the type of
boundaries, the presence of dislocations, and peculiari-
ties of deformation in films based on interstitial phases
is extremely scarce. This stimulated the present
research using high-resolution transmission and scan-
ning electron microscopy.

1. SAMPLES AND EXPERIMENTAL TECHNIQUE
The method of obtaining films using TiB,~TiN tar-

gets of various compositions was described in [1].

Characteristics of investigated films

Some of the characteristics of the investigated films
deposited on silicon substrates are given in the table.
The structure was studied with the help of a JEM-3010
microscope with an accel erating voltage of 300 kV. The
experimental foils were prepared from films deposited
on razor blades and thinned by subsequent electrolytic
and ionic polishing. The crystallite size was estimated
on the basis of dark- and light-field images. The phase
composition was determined from x-ray diffraction and
microscopic electron diffraction data. The chemical
and structural composition of the films was estimated
from the Auger electron spectroscopic data (obtained
on aVarian Scanning Auger electron spectrometer).

The microhardness of the films on silicon substrates
was measured by the Vickers hardness test on aPMT-3
instrument using loads of 0.2-0.3 N; on the basis of
5-7 measurements, the value of H, corresponding to
the hardness of films proper was estimated by the
method [13] that makes it possible to eliminate the

Lattice parame-| ~ | . | HardnessH,, GPa,
Film| Sputteringregime | Thick- | Struc- ters, nm Iitrgsize under load P,N | Ho, Composition
type (target) ness, um tural type m GPa P

a o 0.2 0.3

I | DC(TiB,) 1 AlB, Unknown 2-5 34 24 70-80 Unknown
Il | HF(TiB,) 17 AIB, | 0.3048(0.318| 3-5 31 215 |40-49| Ti(B.9200.05C0.03)1.61
[l | HR(50TiB,-50TiN)| 0.4 NaCl [~0.428 0.5-3 26 21 47-54| Ti(Bg.24Ng.4900.12C0.05)1.49
IV | HR(25TiB,—~75TiN)| 1.3 NaCl [~0.4307 5-15| 23 19 42-43 Unknown

Note: DC indicates sputtering under direct current conditions and HF is the high-frequency mode.

1063-7834/00/4204-0760%$20.00 © 2000 MAIK “Nauka/Interperiodica’
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effect of the substrate and film thickness on the results
of measurements.

Fractographic measurements were made on a scan-
ning microscope Hitachi S4000 using a technique
[3, 8] alowing oneto observe the behavior of the mate-
rial at the center of deformation. In other words, we
studied the surface of cracks passing through pricks
appearing as a result of microindentation (under loads
of 1-5 N).

Preliminary results concerning the structure and
fractography of films| and 1V (seetable) were reported
in[8, 14].

2. DISCUSSION OF RESULTS
2.1. Structure and Composition

Figure 1 shows some dark-field images of films that
visually indicate the presence of a nanocrystaline
structure with a crystallite size generally smaller than
5-15 nm (films 1, I, and V). Especialy small grains
are observed for films 111, deposited by sputtering from
targets of an equimolar composition and having the
smallest thickness.

Figure 2 illustrates several microscopic electron dif-
fraction patterns of the synthesized films. The electron
diffraction pattern obtained from one of the largest
crystallitesof film 1V (Fig. 2c) confirms the presence of
a structure of the NaCl type. The values of lattice
parameters presented in the table were calculated pre-
dominantly from microscopic diffraction data, and,
hence, their accuracy isnot high. In our earlier publica-
tion[1], we discussed the difference between the lattice
parameters and the tabulated data, which is due to the
composition and the presence of a large number of
impurities, aswell as to deformation-induced displace-
ments of diffraction maxima. According to Deng et al.
[5], considerable compressive residual stresses can be
expected in nitride—boride films.

A genera anaysis of x-ray and microscopic elec-
tron diffraction patterns also leads to the conclusion
that, in view of the absence of a visible halo, amor-
phous phases are either absent or scarce.

According to the results of the Auger analysis, the
distribution of elements over the film thickness was
quite uniform except in athin surface layer (6 ~ 30 nm).
It should be noted that these data correl ate well with our
previous results [1] and confirm the formation of apre-
stoichiometric phase on the basis of titanium diboride
and a superstoichiometric phase on the basis of tita-
nium nitride. As before [1], while writing the structural
composition, we presumed that the film structure con-
tains only one phase (judging from x-ray and electron
diffraction patterns), and all interstitial atoms arein the
nonmetallic sublattice.

We did not observe any difference in the phase com-
position and structure between the films deposited on
silicon and steel substrates.
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2.2. High Resolution

Figure 3 shows some photographs obtained in the
direct resolution mode. It can be seen that, in contrast
to noncrystalline materials prepared by consolidating
ultrafine powders and normally characterized by a cer-
tain number of residual pores[15], film-type nanostruc-
tured objects are virtually free of pores. It can aso be
observed that the overwhelming number of grains have
a dtripe structure typical of the crystaline state,
athough individual regions could be characterized as
amorphous. One such region denoted by A is shownin
Fig. 3c. The number of regions with ablurred image, a
violation of the stripe structure, and an indication of
“amorphism” becomes so significant in the structure of
film Il (Fig. 3e) that it creates the impression that crys-
talline grains of size 0.5-2 nm are located in an amor-
phous matrix. It should be noted that the number of
NaCl unit cells (a ~ 0.43 nm) in a crystallite having a
size ~1 nmisjust eight, and according to simple esti-
mates, the fraction of boundary regions for crystallites

Fig. 1. Dark-field electron micrographs: (a) film | and
(b) 1.
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002, 110

Fig. 2. Microscopic electron diffraction patterns: (a) film 1,
(b) 111, and (c) IV (single crystal, axis [001]).

of this size can be 50%, and even higher for aboundary
width ~0.3 nm. Inthe case of film 111, whose image dif-
fersin general from those of other films, we are actually
dealing with asort of crystallite-like clusters displaying
considerable structural distortions, which was also
detected from displacements of diffraction lines.

In al probability, the “amorphous’ nature of some
other regions is associated with the effect produced on
the image by numerous boundaries between crystal-
lites, which are not parallel to the el ectron beam, and by
above-mentioned possible internal stressesin the films.
Besides, the blurring of images is also quite likely for
crystallites having a size < 5 nm, whose number over
the thickness of a foil under investigation (normally
close to 5 nm) can be two or more, so that the interpre-
tation of the presence or absence of amorphous inclu-
sions becomes quite problematic. Thislooks significant
for films 1111 (especially for film 111) with fine crystal-
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lites dominating in the structure (see table). Thus, the
absence of amorphousinclusionsin films 1V, aswell as
infilms| and Il to a considerable extent, appears quite
probable, while the situation with the object having fin-
est grains (film I11) is unclear on account of the large
fraction of boundary regions, although the absence of a
visual halo on x-ray and electron diffraction patterns
was noted for all types of the films under investigation
(see above).

In Figs. 3aand 3c, the boundaries between grains, at
which the crystalline structure of both grains is seen
more or less clearly, can be observed in many regions,
atomic stripes terminate at the boundaries whose struc-
ture is of the crystalline form (arrows in Fig. 3c). The
width of large-angle boundaries constitutes ~0.5 nm or
even less. In some cases, the presence of coherent
boundaries was detected.

Figure 3d shows, under a large magnification, the
lower right corner of the image of film IV depicted in
Fig. 3c, where there is a large grain approximately
20 nm in diameter. The clearly manifested inhomoge-
neous contrast (the focusing varied over distances
shorter than 5 nm) can be attributed to internal stresses
and the difference in composition, but the latter is
unlikely.

Finally, an important point in observing direct-reso-
lution structures is the detection of dislocations and
other structure distortions. Bending of stripesin stripe
patterns is noticeable in many cases (see, for example,
Fig. 38). We can aso distinguish several edge disloca
tions, which are also seen clearly in the limits of the
large nanocrystal in film IV (see Fig. 3d). In the struc-
ture of hexagonal films (Figs. 3a and 3b), dislocations
are observed less frequently and are mainly located
near boundaries.

It is well known [16, 17] that the presence and
motion of disocations in small crystalline objects is
limited not only by frictional forces of the lattice
(PeierlsNabarro stress opy ), but also to a considerable
extent by the so-called image forces emerging at inter-
faces and determining the stability of dislocations. The
estimates obtained by Gryaznov et al. [17] for anumber
of metallic nanocrystals (Cu, Al, Ni, and Fe) indicate
that the characteristic linear size for these materias,
below which the existence of edge dislocations is
highly improbable, is 2-24 nm. Unfortunately, the
information on opy, for the refractory compounds under
investigation is extremely scarce. If we use the estimate
of the critical shear stress for TiN (o, = 3.7 GPa) [18]
and assume, as is usually done for refractory com-
pounds [19], that oy ~ O), then from the expression
A = 0.04Gb/opy [17], where G is the shear modulus
(248 GPa [1, 19]) and b is the Burgers vector
(0.298 nm), we obtain the characteristic linear size, A\ ~
0.8 nm, below which the probability of existence of
edge didocations in nanocrystals is very low. This
value isin satisfactory agreement with our experimen-
tal results. The approximate nature of the estimates for
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Fig. 3. Photographs of afilm structure madein direct resolution mode: (a) film I, (b) 11, (c) 1V, (d) IV (one crystallite), and (e) I11.

N\ does not allow us, however, to find the difference
between phases based on TiN and TiB, nanocrystals.

2.3. Fractography

Figure 4 shows characteristic fractures of filmswith
a cubic (a—c) and a hexagonal (d, e) structure. Judging
from the plane of imprint and fracture, the deformation
in the former case is more or less homogeneous, while
in the latter case the step formation and localization of
shear strains in the direction of force exerted by an

PHYSICS OF THE SOLID STATE Vol. 42 No. 4
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indentor are quite obvious, and the deformation appears
to be nonhomogeneous. When large loads (>1 N) are
applied during indentation, annular and radial cracks
are formed at the imprint surfaces in the case of cubic
films (see Fig. 4b), asisusually observed in the case of
hardness measurements in brittle solids, but no shear
steps were observed in the load range under investiga-
tion (up to 5 N). An analysis of fractures of hexagonal
films showsthat the height and width of stepsvary from
~100 nm to several hundred nanometers.
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Fig. 4. Fractographs of fracturesin (a—c) TiN-based filmswith a cubic structure and (d, €) TiB,-based films with a hexagonal struc-

ture. (Courtesy of K.Y. Maand A. Bloyce[27].)

Localized nonhomogeneous deformation is known
to occur in many types of solids: metallic glasses, met-
alsand alloys (including single crystals), ionic crystals,
polymers, etc. The nature of this phenomenon is being
discussed widely, although no satisfactory explanation
of this effect have been obtained as yet (see, for exam-
ple, [20-23]). On the other hand, in recent publications
concerning the deformation of nanostructured materi-

PHYSICS OF THE SOLID STATE Vol. 42

als (prepared from ultrafine powders of Fe, Fe—Cu, and
ZrO, + 3%Y ,0,), the step formation and locali zation of
shear strains were also reported [24-26]. In this con-
nection, the nonhomogeneous deformation we detected
for thefirst time [8] in nanostructured TiB,-based films
with a hexagonal structure is not surprising. However,
it is not clear why TiN-base nanostructured films with
a cubic structure are deformed homogeneously, which
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can also be confirmed by an analysis of the fractures of
thistype of filmsin [3, 8, 27]. It was proposed [14, 28]
that thisis due to different numbers of independent slip
systems in TiB, (two systems of the type

{1010} (11200 and in TiN (five systems of the type
{111} 1100. However, recently information on the
behavior of dislocations in monocrystalline films and
polycrystalline compacts of TiN [18, 29] convincingly
provesthe preferred dlip along the { 110} -type planesin
the same direction [1100(the number of independent
dip systemsisaso two in this case).

Peculiarities of the deformation of cubic and hexag-
onal boride—nitride films can also be attributed hypo-
thetically to the difference in the behavior of bound-
aries between columns in these films. In the former
case, a clearly manifested columnar structure is
observed as a rule (see Fig. 4c), and a uniform dlip
along columns under the action of the indentor is obvi-
ous. In the latter case, the columnar structure is less
pronounced (see Fig. 4d), and deformation is localized
through step formation, although the mechanism of this
phenomenon (as for other objectslisted above [20-26])
remains unclear and requires further investigations.

It isimportant to note that the objects under investi-
gation are brittle by nature and are characterized by
intercrystallite fracture [28]. Neverthel ess, the presence
of intracrystallite dis ocations noted above (see Fig. 3d)
facilitates the manifestation of plastic deformation, a
unique example of which is depicted in Fig. 4c. The
residual deformation of a part of “columns” in brittle
TiN after indentation can be seen clearly; hence dislo-
cations in compounds of this type may be not only of
the sessile type, although the destruction pattern is
often of the brittle (cleavage) type.

Note that the microhardness of film | (see table,
reduced values of Hg), displaying typically nhonhomo-
geneous deformation, is considerably higher than that
of film IV being deformed homogeneously. The differ-
ence in the hardness of hexagona films (I and II)
obtained under different conditions of magnetron syn-
thesis, which was also observed by other authors (see
[15]), remains unclear.

Thus, the high-resol ution transmission and scanning
electron microscopy revealed that amorphous inclu-
sions and interlayers at the boundaries between crystal-
lites are absent for most nanostructured nitride—boride
films under investigation and the boundaries have apre-
dominantly crystalline structure. For film Il1, with a
crystallite size 0.5-3 nm, the situation remains unclear
and requires further investigation. The presence of
intracrystallite edge dislocations is confirmed by esti-
mates obtained in [16, 17]. The deformation under
indentation of films can be of a homogeneous or anon-
homogeneous, localized type, which is hypothetically
atributed to the difference in the behavior of the
columnar structure of the films. The proposed possibil-
ity of plastic deformation of “columns’ of TiN corre-
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lates with the presence of intracrystallite dislocations
revealed experimentally.
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Abstract—A new method is proposed for determining average kinetic parameters of one-dimensional disor-
dered systems. Electron scattering at a one-dimensional chain with structural and composition disorders is
considered. The solution of a finite-difference equation derived for the average resistance shows that the
dependence of the average resistance on the number of scatterers (samplelength) for all states of the one-elec-
tron spectrum is a sum of three exponential functionsirrespective of the type of random field in the system. It
is proved that, in the case of a mixed disorder, all one-€electron states are localized in a chain of & potentials.
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The study of the behavior of a quantum particle (or
a system of particles) in a static externa field with sta-
tistically defined parametersis an important problemin
the theory of disordered systems. Such a field is
referred to asa statistical field. A random field appears,
for example, in strongly doped semiconductors due to
adisordered distribution of impuritiesin the lattice (the
so-called composition disorder) or in amorphous,
glass-like, and liquid semiconductors or metals due to
structural peculiarities of the materials (structural dis-
order).

An anaysis of the type of electrical conductivity of
two- and three-dimensional disordered systems
encounters enormous mathematical difficulties. For
this reason, one-dimensional models, which are of
physical and applied interest in themselves, acquire
special importance, for they permit exact solutions and,
at the same time, possess considerable generality from
the physical point of view. The methods of solutions of
one-dimensiona problems developed at present (e.g.,
the methods of transfer matrices, determinant method,
and the method of invariant immersion) have made it
possible to solve the problem for special types of ran-
dom potentials, for weak and strong scattering fields, or
for definite values of the electron energy [1-16].

In this paper, we propose anew effective method for
exact calculation of the average resistance for a one-
dimensional system formed by a finite number of ran-
domly arranged scatterers of an arbitrary type, in which
the parameters characterizing the scattering field are
independent random variables.

Let us consider the space of possible realizations of
arandom field whose general formis of the type

V(X) = zvn(x_xn)’ (1)

where V,(x—x,) areindividual potentials, which do not
overlap and are localized at the points x,. The individ-
ual potentials V,(X) are random independent functions
with auniform distribution density P in a certain space
E of possible readizations. For example, the mean field
of an individual potential can be written as

V,a(x)0 = J'P[Vn(X)] Va(X)DVa(X). )

If V,(X) is a parametrized potential, the continual
integral (2) reduces to an ordinary integral in which
integration is carried out over the random parameters of
the function V,(X). In expression (1), the points x,, form
acertain chain in which the distances x, — x,_; (N =2,
3,..., N) aredetermined randomly and independently of
one another and have the same mean value a:

X, —X,_,= a,

_ (©)
If(AXn—l)AXn—ldAXn—l =0,
where AX,_; = X, —X,_1 — &, and f(Ax,_,) is an (even)
distribution function for the random quantity Ax,_1,
normalized to unity.
The model of a disordered system with the random
static field (1)—«(3) describes a large class of systems
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with so-called mixed disorder, in which structural dis-
order is combined with composition disorder. For
example, therandom parameters Ax, _; characterizethe
structural disorder of the system, while the functions
V,(X) determine the composition disorder. Special cases
of this model, which are important from the physical
point of view, are systems with structural order and
composition disorder, with structural disorder and
composition order, as well as various perfect lattices
defined as systems possessing structural and composi-
tion orders simultaneously.

According to the ergodic hypothesis, a mean physi-
cal quantity pertaining to the system as awhole is cal-
culated as the average over the random field existing in
the bulk of the system. The procedure of averaging of a
physical quantity Q, over the ensemble of possible
realizations of the random field (1)—(3) can be written
in the form

Q0= I"'IQN f(AXy)...F(AXy_1)P[Vi(X)]
. P[VN(X)]dAX;...dAXyDV(X)... DV (X).

Integration in (4) is carried out over the entire range of
the quantities Ax, _, and over the entire space of possi-
ble redlizations of the functions V,,(x).

In Section 1, we will obtain the recurrence equation
defining the average resistance [p\[lof the system. The
dependence of [pyon the parameters of the problem
will be determined in Section 2. In Section 3, we will
analyze a chain of & potentials with a mixed disorder
and consider a class of exotic disordered systems com-
prising so-called nonreflecting wells.

(4)

1. EQUATION FOR AVERAGE RESISTANCE
OF A SYSTEM WITH MIXED DISORDER

Let us consider the problem of calculating the aver-
age resistance [pydof a system with mixed disorder
(1)—(3). We will use the Landauer formula defining the
resistance of afinite system astheratio of thereflection
and transmission coefficients for an electron passing
through the potential field of the system [17]:

Pn = [R/TN (5)
where Ry and Ty, are the amplitudes of reflection and

transmission of the electron, respectively.

It was proved by us earlier [18], that the problem of
determining Ry and Ty, for field (1) in the general form
can be reduced to the solution of the following system
of finite-difference equations:

Dy = ry/tyDn_1€ "+ 1/t\Dy_1, (63)

—i 2kXy

Dy = r{/tiDy_,e + 1/t\Dn-1, (6b)

where Dy = 1/Ty; Dy = RY/TF; and ry and ty corre-
spond to the amplitudes of reflection and transmission,
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respectively, through an individual potential field

Vy(X). It should be noted that Dy_; and Dy_1 corre-
spond to the first N — 1 potentials of field (1).

Using the law of conservation of the number of par-
ticles (|Tyf? + |[Ry[?> = 1), we can write the resistance of
the system in the form

2 = |2
Pn = [Dy*=1 = D[ (7)
In order to calculate the average resistance [p\Llwe
introduce the auxiliary function

2ikxy

Sy = DyDie (8)

Then, we can obtain from (6)—8) the following sys-
tem of difference equations for py and S

Py = (20y—=1)pn_1 + BRNN-1Sv-1 (93)
+ BN S Hay—1,
=2 o+ * _
Sy YNPN-1 F XNNN-1SN -1 (9b)
+O\NN_1SN-1+ Ve
where
an = Ulty®, B = ry|td® yn = ralti

S (10)
Oy = rr2\1/t2N1 XN = 1/tr%u Nno1 = eIZK(a AXN?I)-

It can be seen from (9), that the coefficients of equa-
tions (9a) and (9b) contain scattering parameters only
for the Nth individual potential of field (1) and the dis-
tance Ax,, _,. Sincethe quantitiespy_; and S, _; depend
by definition only onthefirst N— 1 potentials of the sys-
tem and on the distances Ax,_, (N =2, 3,..., N-1), al
the coefficients and the variabl es corresponding to them
are averaged independently in averaging the system of
equations (9) in accordance with (4). For example, we
have

H2ay—1)py-10= H2ay—1)[Tpy_,0
and so on.

Thus, the system of equations (9) averaged over the
random field can be written in the form

onO= (20 —1) [py_,0
+B*n* By_ [+ Bn 5 _; [+ a -1,
B\[F 2y [py 4 [+ xn* By 1+ on (K _, [+, (11b)

where
ond B =MB\U y= 4 o0 =00 (12)
X = O n = My,

The system of equations (11) allows us to obtain a
finite-difference equation for the average resistance

(11d)

a =

No. 4 2000
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[pLof the chain with mixed disorder (1)—(3). It hasthe
form (see Appendix)

[pnU= Alpy_i [+ BOpy_[H Clpy_stH D, (13)
where
A=2a-1+6, B=2d-v-(2a-1)6,
C = (2a-1)v—-2u, (14
D=(-1)(1-6+v)+d-u
and
d = 2Re(Bny*), u = 2Re(l'ny*), (15)

6 = 2Re(n*x), v = nI*(IxI°~13).

It can be seen from (13), that the average resistance

[P0l as a function of the number of scattering centers

in the system, satisfies anonhomogeneous linear differ-

ence equation. Equation (13) is the main result of this
section. Let us go over to its solution.

2. SOLUTION OF THE EQUATION
FOR THE AVERAGE RESISTANCE [p\U

We seek the solution of equation (13) in the form
p
o=y L,z + L, (16)
i=1
where L; and L, are arbitrary constants.

Substituting (16) into (13), we obtain a characteris-
tic equation defining the quantities z (j = 1, 2, 3), and
an equation for L;

Z-Az -Bz-C = 0, (17)
Lo = Lo(A+B+C)+D. (18)

It can be seen from (17), that p = 3. Substituting the
values of A, B, C, and D from (14) and (15) into (18),
wefind that L, = —1/2. Consequently, solution (16) can
be written in the form

3
= § Lz —12.
2
The coefficientsL; in solution (19) can be expressedin
terms of [P,L][P,L)[p,L]and the roots z of equation (17)
by solving the system of equations

(19)

DL+ L+ Ly = Do+ 2
0 2
0 1
L1z + Lz, + Lgzg = [P+ >
O

(20)

1
HDZD‘F é .

0
Elei + Lzzg + L3z§
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The quantities [p,L) [p,;L] and [p,Lcan be determined
directly from (4) and (6):

0= 0, U= a-1,
[Po [Py 21)
p,0= 2a(a—-1) +d.
Then the solution of system (20) gives
L, = 2d—(2a—1)(zz+23—2a—1)+2223; 22)

(z2-2)(z3-271)

the quantities L, and L, can be obtained from (22) by
cyclic permutation of the quantities z;, z,, and z,.

Thus, it has been proved rigorously that the depen-
dence of the average resistance of a one-dimensional
system onitslength for al the states of the one-electron
spectrum is a sum of three exponential functions irre-
spective of the type of the random field.

3. A MODEL OF & SCATTERERS
WITH MIXED DISORDER

By way of example of the application of formulas
derived above, let us consider a chain consisting of o
potentias

N
V(x) = ZVné(x—xn), (23)

where V,, are random variables independent of one
another and of the coordinates x,,.

In the case of a solitary & potential, we have

l:l+% ﬁ]
t, k' 1,

iV, 2ikx,

-T2k (24

Using (10) and (24), we obtain from (12) the follow-
ing expressions for the average values a, 3, v, 9, X, and

n.

a=1+p, B=—p+iqg), y=p-iq,
=—-p, X =1-p+2iq, (25)
n= nzexp(i2ka),
where

p = OVaI4K*, q = [V, 02k
are parameters of composition disorder and
n® = [exp(i2kAXy_4)C

is aparameter of structural disorder.

Substituting (25) into (14) and (15), we obtain the
following expressions for the coefficients of the charac-
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teristic equation (17):
A = n(l+m) +(1-n")(1+2p),

B = —n’(l-m) +n’(1-n®)(1-2p+4q’), (26)
C =n",
where
m = 2(p-o°)(1-cos2ka), | = 4cos’p—1,

cosp = coska + gsinka.

A knowledge of the coefficients A, B, and C alows us
to determine the roots z of equation (17). Substituting
z into (22), we can find the coefficients L;. Using the
expressions for L; and formula (19), we obtain the
dependence of the average resistance [pyUon the sam-
plelength, on the disorder parametersp, g, and n? of the
system, and on the energy k of an incident electron.

Let us go over to an analysis of the solution (19) for
[pyLin the case of N —= oo, We will prove that, in this
limit, all the one-electron states are localized irrespec-
tive of the nature of scattering at a solitary & potential,
i.e., that the localization radius

o Na
¢ = lIm a
isfinite and independent of N. For this purpose, we ana
lyze the roots of the characteristic equation (17) [with
coefficients (26)]. According to Vieta stheorem, we have

(28)

It follows from thisrelation, that if all the three roots of
equation (17) arereal-valued, either al of them are pos-
itive, or oneroot is positive and the other two are nega-
tive. If, however, equation (17) has only one real root,
itis positive.

Let us prove that, among the roots of equation (17),
thereis always at least one real root greater than unity.

We consider the function
G(z) = Z2-AZ-Bz-C, (29)

whose zeros determine the roots of equation (17).
Using (26), we can easily verify that, for all values of
the coefficients A, B, and C, the function G(2) is nega-
tiveat pointsz=+1, G(2) — o for z— o0, and G(2)
— —oo for z— —oo, From the propertieslisted above
and from the fact that the function G(z) has two
extrema, we can conclude that the maximum root of the
equation G(2) = 0 is always greater than unity. It fol-
lows, hence, that the average Landauer resistance (19)
has the following asymptotic form for N — oo;

pyO= L2 - 12, (30)

Here, z; stands for the root of the characteristic equa-
tion (17); zz = 1and 1 = |z, |z|, where z, and z; are the
remaining two roots.

(27)

4
2,2,2z; = C =n =20.
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Substituting (30) into (27), we obtain

Z:

2

TR (31)

It follows from this expression, that the radius of
localization depends in a complex way on the energy
spectrum of one-electron states and disorder parame-
ters of the system.

It isinteresting to consider the case of aweak com-
position (m < 1) and structural (1 —n? =s < 1) disor-
dersfor the model under investigation for the energy of
an incident electron corresponding to the allowed band
(cost < 1). Inthis case, theroot of equation (17) deter-
mining the localization radius (31) can be sought in the
form

z, = 1+Az (32

and Az < 1. Substituting (32) into (17) and retaining
only thetermslinear in Az, s, and m, we obtain

_ 2m+4g’s
4sin’¢
The application of relations (31)—33) leads to the
formula

Az (33)

.2
2m+4q's

In the particular case of only composition disorder in
the system, in the absence of structural disorder (m# 0,
s=0), formula(34) istransformed into the correspond-
ing formuladerived in [19]. Relation (34) showsthat, in
the case of complete order (s= 0, m= 0), the localiza-
tion radius tends to infinity.

The method we devel oped in this paper makesit pos-
sibleto determine the average resistance of aone-dimen-
siond disordered system with arbitrary composition and
structural disorders. In particular, the formulas derived
here can be readily applied to structures with random
rectangular barriers (or wells). The approach devel oped
can also be used for calculating other average kinetic
parameters of one-dimensional disordered systems and
for studying the problem of self-averaging of py.

In conclusion, let us consider a class of disordered
systems comprising so-called random nonreflecting
wells, for which [20]

r(k) = 0 and |t(k) = 1
for al k and for al realizations of the well field.

In this case, relations (35) and (10) lead to the fol-
lowing expressions for the parameters of equation (13):

(35

a=1 =0 y=0 0=0,
(36)
X = n = Dy O
Then it follows from (13), that
pyd=0 (37)
PHYSICS OF THE SOLID STATE Vol. 42 No. 4 2000
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for any k and N. Thisresult indicates complete del ocal-
ization of one-electron states in the one-dimensional
disordered system, which is the distinctive feature of
the model (35) under investigation. A similar result was
obtained by Shalaev [21] by the inverse scattering
method.

APPENDIX

We will write (114) for [py_,Cand [Py _,Cand (11b)
for [8,_,0] 8§y _,0land [§ _3;Cand their complex conju-
gates. This leads to the following system of difference
equations:

Cpn-10= (20 -1) [py_,0
+B*n* [By_[H Bn(SK-z) +a -1,
Cpn-20= (20 -1) [py_s0
+B*n* [By_sH Bn(S_s) +a -1,
[8y_10 = 2y [py_,0

+XN* By o+ dn (K o[+,
[(R_.0= 2y[py_.0
+XN* (Ko 3N LBy o[+,
[8y_.U= 2ylpy_s0
+XN* By -5 dn (K _sCHy,
(R _.0= 2y [py_s0

+xXn* 05 _30+ dn By _5+y.

The system of equations (A.1) can be regarded as a
linear nonhomogeneous system of algebraic equations
for the unknown quantities [§,_ ;0] [ _,0 and [§_50
and their complex conjugates. Determining [, _,Cand

[8y_,0from (A.1) and substituting them into (11a),
we obtain an equation for [Pl Indeed, from (A.1) we
obtain

(A.2)

By_.0= FIF,, (A.2)
where
F=AwvFi—AvoR,
+ AN _oF3—By_1F,+ By_,Fs,
Fi = InP(B*r=pr+), F, =MArp,
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Fs = —Inl’n/in*T, (A.3)
F, = Inl*(dr* =xr), Fs=-n’n(xI>~13%,
M =n*(XB-0B*), An_1=Y(2[py_o[H1),

Bnot = [Pno1-(20-1) [py_00-a + 1.

Substituting (A.2) and (A.3) into (11a), we arrive at
equation (13).
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Abstract—The influence of actual microscopic potential on the characteristics of resonant electron tunneling
fromthel valley in GaAsthrough the AlAs barrier with thickness of one lattice constant has been investigated
by the methods of pseudopotential and scattering matrix factorized by the irreducible representations of the
symmetry group of the heterostructure. The transition regions between the potentials of components and the
barrier region are treated as the components of the Ga,Al,As, superlattice spacing to provide the continuity of
the crystal potential at the boundaries of the matching of wave functions. It is demonstrated that, compared to
the results obtained in the abrupt-interface model, the inclusion of the actual potential in the calculation leads
to changes in the number and location of the Fano resonances, an enhancement in the localization of electron
density within the barrier, and adrastic increase in the tunneling time. © 2000 MAIK “ Nauka/Interperiodica” .

At present, the metalloorganic hydride and molecu-
lar-beam epitaxy techniques have been used to produce
heterostructures with thin atomic layers in which the
transition regions of the potentials of adjacent layers
are comparable in size to the layers themselves. The
physical properties of these heterostructures essentially
depend on the nature of the interface region. In this
respect, their electronic states should be described by
the methods accounting for the actual microscopic
potential. However, this circumstance is ignored in
many cases. In the effective-mass method that iswidely
accepted in the present time, the potential at interfaces
isusually taken to be discontinuous. Thisisjustified for
structures with sufficiently thick layers and also for the
energy range, in which the mixing of statesfrom differ-
ent valleysisinsignificant.

In other cases, this method can lead to quantitative
discrepancieswith the experimental characteristics. For
example, the method givesthe underestimated quantum
levels in a narrow quantum well of GaAs inside
Ga, -, Al,As[1] and underestimated times of tunneling
through the GaAs/AlAs superlattices with thin barriers
and wells [2]. The discrepancies can be avoided by
smoothing the discontinuous potential with certain
model functions whose form is sufficiently arbitrary [1,
3]. At the same time, consideration of the interface
potential within the envelope wave function method
results in a multiband system of equations with nonlo-
cal interaction [4], which renders its application more
complex and difficult-to-use. In more exact tight-bind-
ing and pseudopotential calculations [5-14], the
absence of trandational symmetry along the hetero-
structure axis necessitates the use of the so-called flat-
band approximation, in which the bending of energy
bands near heterointerfacesis neglected, and the poten-

tial in each layer is taken to be equal to the potential of
the corresponding ideal bulk material. In genera, the
results of these calculations depend on the choice of
boundaries, along which the wave functions of compo-
nents are matched, and, for structures with thin layers,
this problem becomes especially acute.

On the other hand, the self-consistent calculations
of electronic states in superlattices demonstrate [15,
16] that, in the vicinity of heterointerfaces, there are
regions with thickness of several monolayers, in which
the crystal potentials of adjacent materials are continu-
ously transformed into each other. Generally speaking,
corrections applied to the discontinuous potential are
not smooth functions, have a lower symmetry than the
potentials of components, and, moreover, are nonlocal,
which leadsto certain problemsof their inclusioninthe
description of resonant electron tunneling.

To our knowledge, only a few attempts have been
made to introduce these correctionsin asimplified way.
For example, Cuypers and van Haeringen [10] applied
the corrections to the discontinuous potential by steps
from each side of the interface. Within this approxima-
tion, these corrections lead to a considerable change in
the probability amplitudes of the resonant tunneling of
electrons from GaAs through sufficiently thick AlAs
barriers (~10a,, where a, isthe | atti ce constant), specif-
ically in the range of mixing of statesfromthel” and X
valleys, but amost do not affect the energy location of
resonances. It is obvious that a decrease in the barrier
width brings about an increase in the contribution of the
interface potential, which should be described more
precisely. In the framework of the flat-band approxima-
tion, this can be achieved by division of the structure
into such layers that they contain transition regions as
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components, for example, being the fragments of
superlattices whose potentials at the boundaries of the
matching of wave functions are continuously trans-
formed into each other.

In the present work, this approach was applied to the
electron tunneling from GaAs through the thin AlAs
barrier with thickness of one lattice constant, for which
the influence of the interface potential is particularly
important. The resonances and antiresonances in the
coefficient of transmission through a single barrier are
associated with the =X intervalley mixing effects. The
pseudopotential and scattering-matrix calculations
demonstrated that inclusion of the actual microscopic
potential near the heterointerfaces is especialy impor-
tant for the quantitative description of these resonances,
because this |eads not only to a change in their number
and energy, but also to a substantial increase in the col-
lision times and the electron charge density within the
barrier.

1. COMPUTATIONAL TECHNIQUE

As in the earlier works [12-14], the transmission
coefficient of electrons was investigated within the dis-
continuous-potential model, but the barrier built up
from the AlAs layer and adjacent transition layers was
treated as a superlattice spacing. This made it possible
to obtain asmall jump of the crystal potential and wave
functions at the matching boundaries. The determina-
tion of electronic states with complex values of the
wave vector in multiatomic superlattices involves con-
siderable computational problems, which can be partly
resolved by invoking the symmetrized wave function
basis set. Hence, in this work, we applied the scatter-
ing-matrix technique to multilayer systems with allow-
ance made for their symmetry. In structures with the
matched lattice constants of components, the G point
symmetry group is the intersection of point groups of
layers and consists of the symmetry elements in the
interface plane. In this case, an additional symmetry
arising at a certain structural configuration isignored.

Let us consider a structure involving N interfaces
with the z, coordinates along the growth axis z. These
interfaces separate N + 1 media. At the specified ener-
gies and the wave vector component k, parallel to the
interface, the general solution of the Schrédinger equa:

tion for the nth medium W, '(r ), which is transformed

along the sth row of the fth irreducible representation of
the G group [a = (s, f)], can be written as a superposi-

tion of the specific solutions W, '(r) corresponding to
theincident (§ = v) and reflected (§ = 1) waves[13]

We'(r) = ZAS“LPE;L(r) + ZBﬁ”wE;L(r),
Wae(r) = U Nexp(itk prkz), (@)
k = ky+eky.
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Here, e, isthe unit vector along the z-axis, p is the pro-
jection of the radius vector r onto the interface plane,

and Uf(”‘k (r) arethe periodic wave functions expanded
11"z

in the orthonormal basis set of symmetrized combina-
tions of plane waves X, (r)

U, (1) = (UV) S QARG
’ @
Xp(r) = 3 Rinexp(ibiy),

where b}, are the three-dimensional reciprocal-lattice

vectors, p is the number of the symmetrized combina-
tion of plane wave, and V is the volume of the block of

crystal periodicity. The projection of x‘; (r) onto the

heterointerface plane gives the orthonormal basis set of
symmetrized combinations of surface plane waves

dq(p) = (1/J§))ZT§|eXp(iaf' “P),
|

where a' are the two-dimensiona reciprocal-lattice

vectors, q is the number of the symmetrized combina-
tion of surface planewaves, and S, isthe area of the sur-
face unit cell. The matching conditions at boundaries of

the W, '(r) wave functions and their first derivatives
are written as

ZA““D“”exp(lkzvzn) + z By Dgy exp(iky,z,)
_ zAa(n+1)Da(n+1)eXp(ik§3+1)zn)

+ Z B, " D" Yexp(ikl, Pz,
ZA“”P“”exp(lkzvz )+ z By Pg. exp(iky,z,)
= ZA‘“‘””’P“(”*”exp(ik§3+”zn)

+ Z B"(””’P"(””)exp(ikgﬂ”)zn),

QE - «/§DZQ qp1 (3)
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Cop = x50

= 5 (Ta)" Rond((bh) —al) exp(ibf.zy),
m, |

P = ﬁo[z Qpe0Cqp/0z + ikQZDgE”}
p
dCqp/0z
=1 (Tq)" Rond((bh)y — @) br,exp(ibn,z,),
m, |

p _ p
b, = by, -e,.

The order of the Dg; and Pg; matrices is determined

by the number of incident (reflected) waves, which is
equal to the number of symmetrized combinations of
surface plane waves. The matching conditions can be
reduced to the recurrence relations for the factorized

scattering-matrix elements S‘j (n) [wherei,j=1, 2 are
the subscripts numbering the incident (1) and reflected

(2) waves] at one interface (n = 1), two interfaces (n =
2), and soon [13]

Sh(n) = [(LD) "Ity
—Sh(n-1)(L3) "I5(MLE V1 Sl(n-1),
S(n) = SH)(Si(n-1))"
x[Sp(n-1)(Lp) Ip(nLy™ Y

(L) IHmLE ], (4)
Su(n) = Sy(n-1)
+S5(n—-1)(L3) " B L VS(n),
$h(n) = Sp(n-1)(L3) [I(m)LE™"
+ 3L Vs,
where Jﬁ (n) are the elements of the matching matrix
Jj(n) = (PSP (D§%) "D
X [(P2) PP~ (D52) D),
Lie = dceexp(ikzy).
The sought matrix S*(N) of scattering through N
interfaces is determined by solving these equations at

theinitial condition $*(0) = I, wherel isthe unit matrix.
The transmission and reflection coefficients of elec-
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trons are expressed in terms of the matrix elements
S;(N) (normalized to fluxes) for open channels. By
using the intermediate matching matrices J*(n) taken

from (4), it is possible to determine the A" and By"

coefficients and the wave function of a heterostructure.
The general solutionsin layers are conveniently sought
with the use of the same large unit cell of a superlattice
by the complex band structure method with local
pseudopotentials.

In the present work, we studied the transmission of
electrons at the normal incidence (k= 0) on the barrier
with the (001) heterointerfaces. In this case, the wave
function of the heterostructure has a maximum symme-
try and can be transformed according to the identical
representation A\, of the C,, group of the wave vector
lying on the A\ line of the Brillouin zone of atetragonal
lattice [17]. The Al,Ga,As, superlattice spacing was
chosen as the barrier region. This allowed us to take
into account the principal part of the exact microscopic
potential of transition layersin relatively simple calcu-
lations. In these calculations, we applied the pseudopo-
tentials[18] determined from the experimental dataand
ab initio calculations of the band spectrum. With the
kinetic-energy cutoff parameters taken from [18], in
the basis set consisting of 243 three-dimensional plane
waves constructed around the I reference point of
the superlattice, we formed 98 symmetrized combina-
tions of plane waves, eight symmetrized combinations
of surface plane waves, and also eight incident and
eight reflected waves transformed by the identical rep-
resentation of the C,, group. Theinclusion of this num-
ber of waves provides a high accuracy in the descrip-
tion of electronic states in the neighborhood of the con-
duction-band bottom (~1 eV), and the error in the band
energies does not exceed 0.02 eV.

2. RESULTS AND DISCUSSION

The features of resonant electron tunneling in het-
erostructures are governed by the complex band struc-
ture of their components. Note that the dominant roleis
played by the states with the least damping decrements.
In the neighborhood of the conduction-band bottom,
these are the states originating from the I, Xy, and X3
valleys of the low-lying conduction bands of the GaAs
and AlAscompounds. Figure 1 depictsthe fragments of
complex band structures along the A line of the tetrag-
onal Brillouin zone (k, = 0) for these states in
AlL,GaAs,, AlAs, and GaAs. The energies are mea-
sured from the bottom of the conduction band of GaAs.
Theimaginary and real parts of k, are located to the | eft
and to the right of the I' point, respectively. The A
direction of the superlattice is matched by the A line of
the Brillouin zone in sphalerite, and the ', X, and
A(O, 0, 1/2) sphalerite points are equivalent to the I
point of the superlattice. The states of the superlattice
with the \; symmetry are connected withthe "y I3, Z;,
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Fig. 1. Complex band structures along the A line of the tetragonal Brillouin zone (k|| = 0) for () GaAs (heavy lines), AlAs (fine

lines), and (b) the Al,GayAs, superlattice.

and Z; states at the symmetric points by the consistency
relations. The tetragonal component of the crysta
potential in the superlattice leads to the removal of
degeneracy and brings about the mixing of sphalerite
statesfrom the " and X valleys of thevirtual crystal and
the A line. The extrema of the split states are connected
by loops in the complex region of the wave vector. The
splitting givesriseto new valleys Z; and Z; near the | at-
eral point Z with extrema at energies of 0.428 and
0.47 eV in the band spectrum of the superlattice. Even
larger splitting is observed in the region of the intersec-
tion of sphalerite states from the I and X valleys. The
gap in the range ~0.6-0.8 eV corresponds to the latter
splitting. Analysis of the overlap integrals of wave
functions for the superlattice and binary compounds
shows that the X; sphalerite states of GaAs and AlAs
are dominant in the low-lying state of the conduction

band of the superlattice with the symmetry I'(ll)
(E=0.3406 eV), whereas the next energy state of the

superlattice 'Y (E =0.3864 V) involvesthe T, states
of GaAs and AlAs and, moreover, is substantially con-
tributed by the states of AIAsfromthe A line. The mean
value of masses m(X;) = 2.2 (in terms of free electron
mass) in the X; valey of AlAsand m(A) = 6 inthe A
minimum of GaAs corresponds to the effective mass of
the low-lying valley m( F(ll)) =4.4. Along the tetragonal
axis, the wave functions of the superlattice are
smoothly transformed from the GaAs-like states to the

AlAs-like states. The energies of extrema of the con-
duction band in the binary compounds are as follows:

Ey, =0.4818eV, E, (GaAs) = 0.4673 eV, Ey (GaAs) =
0.7955 eV, Er (AIAS) = 1.0040 eV, E, (AlA9)

0.2083 eV, and Ex (AlAs) = 1.0099 eV. These energies

furnish a means of reconstructing the profile of bands
along the axis of the GaAgdAl,Ga,As,/GaAs hetero-
structure. However, owing to the mixing of sphalerite
states not only at heterointerfaces, as in the sharp-
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potential model, but also inside the superlattice, the
connection of lines becomes ambiguous. For an elec-
tron incident from GaAs, the superlattice can be con-
sidered a superposition of the barriers (wells) with dif-
ferent heights (depths) and different effective masses
from the I'{", r'?, z,, and Z; valleys, with which the
electron interacts simultaneously, but with different
probabilities proportional to the weights of states from
the; and Z; valleys in the wave function of the super-
lattice. In general, from the aforesaid it followsthat, for

thin layers, the band discontinuities determined up to
now should be refined and newly interpreted.

In order to analyze the actual microscopic potential
of the heterostructure, we calculated the crystal poten-

tial (averaged over the interface plane, a' = 0) of the

superlattice aong the z-axis and the difference AV
between this potential and the potential in the model
with abrupt interfaces (Fig. 2), which correspond to the
locations of the As,, atoms surrounded by two Ga
atomsand two Al atoms. Here, wetook into account the
fact that the arsenic pseudopotentials [18] depend on
the type of the nearest atoms. An increase in the super-
lattice spacing does not essentially affect the AV poten-
tial in the vicinity of the barrier, and itsformis similar
to the corresponding profiles of nonlocal pseudopoten-
tial components [15, 16]. The main difference between
the actual and discontinuous potentials is observed
within the first four atomic layers near the interfaces
covering the barrier region, where AV isasharply vary-
ing function. It is evident that AV is poorly approxi-
mated by a stepwise potential. A similar behavior is
also characteristic of the other Fourier components of
the crystal potential (a # 0). Hence, the matching of
wave functions for the superlattice and GaAs was car-
ried out at the boundaries separated from each other by
the superlattice spacing (2a,) and coinciding with the
location of the As, atoms (surrounded by the Ga
atoms), at which the difference in the crystal potentials
of GaAs and the superlattice is minimum. The calcula-
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AV, eV

-0.3
As; Ga As,, Al As, Al As,, Ga As,

Fig. 2. Averaged (over the interface plane) difference
between the crystal potential of the Al,Gay,As, superlattice
and the potential in the abrupt-interface model. Vertical
dashed lines indicate the locations of abrupt heterointer-
faces.

P(E)

I | I I
0.1 0.2 0.3 04 0.5
E,eV

0 1

Fig. 3. Calculated coefficient of transmission of electrons
from the I'; valley to the I'; valley of GaAs through the

AlAs (ag) barrier. Solid and dashed lines demonstrate the

results of calculations within the diffuse-interface and
abrupt-interface models, respectively. The dotted line shows
the results of calculations according to formula (5).

tions were also performed for the matching boundaries
coinciding with the locations of the Ga atoms adjacent
tothe As, atoms. The results obtained in both cases are
close to each other, which indicates the convergence
achieved in the description of the interface potential
with the use of the Al,Ga,As, superlattice. The ampli-
tude of the AV potentia is comparable in magnitude to
the band discontinuities. The same order of magnitude
should have corrections to the electronic states calcu-
lated within the discontinuous-potential model. The
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largest changes can be expected for the quasi -stationary
X states of AlAs, which are localized in the perturbing
potential region.

Figure 3 displays the calculated coefficient for
transmission of electrons from the I' valley of GaAs
(the ', ; channel) across the AlAs (a,) barrier. Con-
siderable differences between the results of calcula
tions within the diffuse-interface and abrupt-interface
models are observed over the entire energy range. In
terms of the effective-mass approximation parameters,
these differences are connected with the change in the
band profiles, masses, and intervaley coupling con-
stants at the interfaces. In the low-energy range (E <
0.3 eV), the barrier calculated with due regard for the
actual interface potential is 20% more transparent, pre-
dominantly due to the smaller damping decrement for
the I'; wave in the superlattice as compared to that in
AlAs. More appreciable differences are found in the
region of overlapping the profiles of different valleysin
which the Fano resonances arise. These resonances cor-
respond to the quasi-stationary states in the X; well of

AlAs(E,=0.28 eV, E, = 0.45eV) and the I'(" well of

the superlattice (E; = 0.39 eV, E, = 0.45 V). The
energy levels calculated within the one valley approxi-
mation for isolated wells are given in parentheses. With
alowance made for the multiband structure, the loca-
tions of these levels change somewhat, and these
changes are more pronounced for the narrower X; well
of AlAs (the levels are shifted upward). As aresult, the
second level in this well becomes higher than the A,
minimum of GaAs (E, = 0.48 eV). Analysis of thewave
function for the heterostructure shows that the state of
the low-lying Fano resonance within the barrier region

is composed of three states originating from the I'(ll)
(scattering state), 'Y [state with small Im(k,)], and

r (11) [statewith large Im(k,)] valleys of the superlattice.

Upon normalization of the periodic parts of the wave
functions to unity, the ratio between the amplitudes

A" (or B;") of these statesis equal to 7 : 3: 3. Con-

sequently, the low-lying resonance is a hybridized
state, which can be approximately treated as a quasi-

stationary state in the I'{" well. The differencesin the
results of two calculations are due to the featuresin the
behavior of the AV correction to the discontinuous
potential, which, on the average, reduces the barrier
height in theregion between theAs,, and As, atomsand
raises the bottom of the well in the region between the
As,, atoms. As a consequence, the well for the X-like
states in the superlattice becomes wider, but shallower,
and the effective mass of these states increases by afac-
tor of two. Thisleadsto an increase in the energy of the
low-lying state in the X; well of AlAsand alowering of
the high-lying level below the extremum of a double
humped structure for GaAs. Unlike the first Fano reso-
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Fig. 4. Probability densities (averaged over the heterointerface plane) of states in the vicinity of the (a) first and (b) second Fano
resonances: (1) the states correspond to the peaks of resonances and (2) the states correspond to the dips of resonances. Solid and
dotted lines demonstrate the results of calculations within the diffuse-interface and abrupt-interface models, respectively. Vertical

dashed lines indicate the boundaries of the superlattice period.

nance, the minimum of P(E) for the second resonance
does not become identically equal to zero. Tekman and
Bagwell [19] pointed to the possibility of incomplete
destructive and incomplete constructive interference
between waves owing to the influence of other bands.
In our case, near the second Fano resonance, there are

three interacting states originating from the I'(lz) (scat-
tering state), Z; [state with the small imaginary part

Im(k,)], and F(ll) [state with the large imaginary part
Im(k,)] valleys of the superlattice. In the wave function
of the heterostructure, the amplitudes of the second
state are the largest, and, hence, the electron predomi-
nantly tunnels across the barrier via the gap state aris-
ing from the splitting of the band spectrum of the super-
lattice at the Brillouin zone edge. Within the abrupt-
interface model, the electron at the same energies pre-
dominantly tunnelsviatheI; state of AlAs.

An increase in the X potential well size and the
effective mass due to allowance made for the actual
microscopic potential brings about an increase in the
charge density of electronic states corresponding to the
peak (A,s) andthedip (E,;,) of thelow-lying Fanores-
onance in the AlAs region (Fig. 4). In the calculations
of the density, the wave function of the heterostructure
was normalized according to the condition that the
amplitude of incident waveisequal to unity. The charge
density of statesin the vicinity of the peak of low-lying
resonance is maximum within the barrier region. In the
GaAs direction, the charge density of states exponen-
tially [with the decrement corresponding to Im(k,) of
the X; valley in GaAg| transforms to an oscillating
superposition of incident and reflected waves (on the
left) or to an oscillating passed wave (on the right). For
the states with the energies E,;, the function is
bounded in one direction, which is accompanied by an
increase in the density in the AlAs region. The charge
density of states corresponding to the second Fano res-
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onanceislesslocalized and, for the most part, islocated
outside the AlAs layer.

The pole—zero nature of the Fano resonances clearly
manifestsitself in the dependence of thereal part of the
scattering-matrix element S;; (for the open I' .-, chan-
nel) on the imaginary part (Fig. 5). In thisdiagram, S;;
is the vector whose energy evolution is bounded by a
unit circle. In the vicinity of resonances, this vector
most dragtically changes, which is convenient for the
simulation of the scattering matrix. Diagrams of asim-
ilar type (the Argand diagrams [20]) are often used in
interpretation of the structuresin optical characteristics
(in the form of dependences of the real and imaginary
parts of permittivity €, (€,), optical constants n(k), etc.
[21]) in terms of the parameters of separate or coupled
oscillators. It can be seen from Fig. 5 that, for the most
part, the trajectories of S;; nhear both Fano resonances

Fig. 5. Dependence of the real part of the scattering-matrix
element (Sll)l_ r.oon the imaginary part. The arrow indi-
11

catesthedirection of anincreasein the energy. Small circles
correspond to the location of real parts of the energies E; at
the poles. Dashed lines are constructed by formula (5).
Crosses represent the centers of circles.

2000
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Fig. 6. Energy dependences of the phase shift ©(E) and the
broadening parameter I'(E) for the scattering-matrix ele-

ment (Sll)rlrl'

arecircles. Thecircleradiusis equal to 0.5 for the low-
lying resonance and is somewhat less than 0.5 for the
second resonance, because the P(E) value correspond-
ing to the dip is nonzero. The parameters of these cir-
cles are related to the poles and zeros of the scattering
matrix in the complex energy region. Since the reso-
nances are sufficiently far apart in energy, their “cou-
pling” can be ignored, and, in the neighborhood of
each resonance, the canonical expansion of the scatter-
ing matrix can be approximately represented in the
form [22]

SulE)= S+ AIE-E,) = Begd, (9

where S, is the term describing the potential scatter-
ing, which slightly depends on the energy; E, = E, —il’
(F > 0) is the energy of the pole; E, = E; — iy is the
energy of zero of the scattering-matrix element in the
complex energy plane; and B is the complex number.
Formulaof type (5) was used by Ivchenko et al. [23] in
analysis of the eectron transmission through severa
AlAs monolayers within the perturbation theory
approximation. For the specific casey = 0, thisformula
was employed by Porod et al. [24] for interpreting the
non-Lorentzian features in the probabilities of electron
tunneling through quantum waveguides with coupled
cavities. Thisformulaalso |eads to the scattering cross-
section obtained by Fano [25] for resonance states in
atoms and molecules. In the general case, the parame-
ters of formula (5) can be determined from the results
of exact calculations of the minimum [P(E,;,)] and
maximum [P(E;,.») = 1] transmission coefficientsin the
range of the Fano resonance and the extrema of the
phase delay time [26] 7(E) = £ 251 (where ©(E) is
the phase shift of the matrix element S;,) at the energies
E, and E,. The energy dependences of the phase shift
©(E) and the broadening parameter ' (E) = #/T(E) are
displayed in Fig. 6. For the low-lying Fano resonance,
Emin = Ep=0.3799 (0.348) eV, E, ., = 0.3781 (0.343) eV,
y = 0, and the pole parameters are as follows:
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E, = 0.3793 (0.3459) eV, I' = 0.00085 (0.00246) eV,
and 1(E;) = 0.387 (0.134) ps. The parameters cal cul ated
within the discontinuous-potential model are given in
parentheses. Therefore, the consideration of the actual
microscopic potential leadsto an increasein thetime of
collision between an electron and the barrier in the
range of the first Fano resonance almost by a factor of
three. Thischangeisdirectly determined by an increase
in the localization of the wave function within the bar-

rier region and a decrease in the rl—rgl) intervalley
coupling constant ‘(Jn)r cw 0.03 a the

GaAdAl,GaAs, interface as compared to the I'—X;
intervalley coupling constant |(‘Jll)r1><1| = 0.05 at the

abrupt interface GaAg/AlAs. The ratio between the
squares of magnitudes of these constants yields an esti-
mate of the ratio between collision times. A decreasein
the Fano resonance width (and the corresponding
increase in the collision time) with a decrease in the
intervalley coupling constant was observed earlier in
[19]. The influence of interface potential on the tunnel-
ing time also provides an explanation for the results
obtained in[2], in which the experimental times of tun-
neling through the GaAg/AlAs superlattices with thin
barriers and wells proved to be longer than those calcu-
lated by the effective mass method with a stepwise
potential. In [2], this discrepancy was explained by an
additional scattering from phonons and the Coulomb
interaction between electrons and holes. However, the
discrepanciesin[2] increase with adecreasein the layer
thickness, which most likely indicates the influence of
the interface. The second Fano resonance is character-
ized by the following parameters. E, = 0.4605 eV, I
0.00126 eV, 1(E,) = 0.261 ps, E, = 0.45975 eV, E
0.4626 eV, and y=-0.00022 eV. Sinceyissmal, E;,
E,, and the trgjectory of S;; in the diagram, as can be
easily seen from formula (5), is close to a circle. The
shorter times of a collision between the wave packet
and the barrier correspond to the more weakly localized
states of the second Fano resonance in the AIAsregion.

w ol

In conclusion, we note that the results of multiband
calculations are well reproduced when the matching

matrices J*(n) account for only the statesfrom the (" ,

r? z,, and Z, low-lying valleys of the superlattice.
Another model that efficiently accounts for the actual
profile of a microscopic potential through the band
parameters of these valeys in the GaAs/AlAS(001)
superstructures will be elaborated in a separate work.
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Abstract—Theyield and energy distributions of lithium atoms upon electron-stimulated desorption from lith-
ium layers adsorbed on the molybdenum surface coated with an oxygen monolayer have been measured as
functions of theimpact electron energy and lithium coverage. The measurements are performed using the time-
of-flight technique and a surface ioni zation detector. The threshold of the el ectron-stimul ated desorption of lith-
ium atoms is equal to 25 eV, which is close to the ionization energy of the O 2s level. Above a threshold of
25 eV, theyield of lithium atoms linearly increases with an increase in the lithium coverage. In the coverage
range from O to 0.45, an additional threshold is observed at an energy of 55 eV. Thisthreshold can be associated
with theionization energy of theLi 1slevel. At the electron energies above athreshold of 55 eV, asthe coverage
increases, the yield of lithium atoms passes through a maximum at a coverage of about 0.1. Additional thresh-
olds for the electron-stimulated desorption of the lithium atoms are observed at electron energies of 40 and
70 eV for the coverages larger than 0.6 and 0.75, respectively. These thresholds correlate with the ionization
energies of the Mo 4s and Mo 4p levels. Relatively broad peaks in the range of these thresholds indicate the
resonance excitation of the bond and can be explained by the excitation of electrons toward the band of free
states above the Fermi level. The mean kinetic energy of the lithium atomsis equal to several tenths of an elec-
tronvolt. At electron energies less than 55 eV, the energy distributions of lithium atoms involve one peak with
amaximum at about 0.18 eV. For the lithium coverages |ess than 0.45 and el ectron energies higher than 55 eV,
the second peak with amaximum at 0.25 eV appearsin the energy distributions of the lithium atoms. Theresults
obtained can be interpreted in the framework of the Auger-stimulated desorption model, in which the adsorbed
lithium ions are neutralized after filling holes inside inner shells of the substrate and lithium atoms. © 2000

MAIK “ Nauka/Interperiodica” .

The dectron-stimulated desorption is widely used
in analysis and modification of adsorbed layers and
film coatings. However, the current state of theart inthe
understanding of physical processes underlying this
phenomenon is still not sufficient for its al-round
application. This is primarily due to the fact that only
charged particles have hitherto been recorded in the
majority of works, and the data on the e ectron-stimu-
lated desorption of neutral particles were obtained by
the indirect method [1].

Earlier [2, 3], we employed a surface ionization
detector for the recording of desorbed neutral particles.
This enabled us to measure the cross-sections and
energy distributions of alkali metal atoms upon elec-
tron-stimulated desorption from layers adsorbed on
oxidized tungsten and to put forward the moddl of this
process on the basis of the Auger-stimulated desorption
with allowance made for the relaxation of the local sur-
facefield. Theyields of K, Na, and Cs atoms and their
energy distributions upon electron-stimulated desorp-
tion from the layers adsorbed on the molybdenum sur-
face coated with an oxygen monolayer were measured
in our earlier work [4]. It was demonstrated that the
electron-stimul ated desorption can be initiated not only
by the ionization of the O 2s level, but the Mo 4p and
Mo 4s levels as well. Note that, in the latter case, the

ionization is a resonance process and is accompanied
by the extension of the energy distribution of alkali
metal atoms toward the range of very low energies[4].

In the present work, we measured the yield and
energy distributions of lithium atoms upon electron-
stimulated desorption from the lithium layer adsorbed
on the molybdenum surface coated with an oxygen
monolayer. This work is a part of the program con-
cerned with the elucidation of the mechanism for elec-
tron-stimulated desorption of alkali metal atoms from
the surface of transition metal oxides.

1. EXPERIMENTAL TECHNIQUE

The yield and energy distributions of akali metal
atoms upon electron-stimulated desorption were mea-
sured using the time-of-flight technique with a surface
ionization detector. The procedure of measurements
and an instrument were described in detail earlier in[5].
Here, we only briefly recall their main features. The
measurements were carried out in a heated stainless
steel chamber at a residual gas pressure below 5 x
107° Torr. The desorbed lithium atoms were ionized in
asurfaceionization detector consisting of atextured iri-
dium ribbon, which was heated up to T = 1800 K. The
amplitude modulation of an electron beam, followed by
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the synchronous detection of a signal at the output of
the detector, made it possible to improve the signal-to-
noise ratio. The energy distributions of the desorbed
lithium atoms were measured by the time-of-flight
technique upon irradiation of a target with electron
pulses of duration 1 ps at a frequency of 1 kHz.

A textured molybdenum ribbon 70 x 2 x 0.01 mm?3
in sizewas used asatarget. In order to provide the pref-
erable orientation of the (001) surface, the ribbon was
heated by an aternating current under a high vacuum at
T =2000 K for 5 h. The ribbon was cleaned from car-
bon by the annealing in an oxygen atmosphere at a
pressureof 1 x 108 Torr at T= 1800 K for 3 h. After the
evacuation of oxygen from the chamber, the ribbon was
heated up to T = 2200 K for 3 min in order to desorb
oxygen. The purity of the ribbon was checked by the
Auger electron spectroscopy, work function measure-
ments, and temperature-controlled desorption tech-
nique. A monolayer oxygen coating was produced by
the treatment of the ribbon in oxygen at a pressure of
1 x 107° Torr at the temperature T = 1400 K for 10 s.

Lithium was applied on the oxidized surface of a
molybdenum ribbon at T = 300 K from an evaporator,
in which lithium oxide was reduced by a uminum upon
passage of electric current. The concentration of depos-
ited lithium was determined from the deposition time at
a constant flux. The intensity of lithium flux was mea-
sured from the total current of surface ionization on the
ribbon heated to T > 1750 K. The adsorbed-lithium
concentration corresponding to amonolayer coating on
the oxidized M o(100) face was taken to be equal to 1 x
10% at/cm?, because the yield of lithium atoms at this
concentration reached a maximum.

The composition of residual gases and the purity of
lithium atom fluxes was checked with a quadrupole mass
spectrometer. The density of electron current was no
more than 10 A/cn? at an electron energy of 100 eV,
and, hence, the electron bombardment did not lead to
considerable heating of the ribbon.

2. RESULTS

Theyield of lithium atoms upon el ectron-stimul ated
desorption from the lithium layer adsorbed on the
molybdenum surface coated with an oxygen monolayer
depends on the energy of bombarding electrons and the
lithium coverage of the surface. Note that, unlike the
electron-stimulated desorption of lithium atoms from
oxidized tungsten, the yield of lithium atoms desorbed
from oxidized molybdenum is not a linear function of
the lithium coverage[4]. Figure 1 displaysthe yields of
lithium atoms g from the molybdenum surface coated
with an oxygen monolayer as a function of the bom-
barding electron energy for different lithium coverages
at T =300 K. It can be seen that the threshold of the
electron-stimulated desorption is equal to 25 eV and
does not depend on the lithium coverage. Taking into
account the contact potential difference between an
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Fig. 1. Dependences of the yield of lithium atoms g on the
bombarding electron energy E, upon e ectron-stimulated
desorption from the molybdenum surface coated with an
oxygen monolayer at T=300K for different lithium cover-
ages ©: (1) 0.10, (2) 0.15, (3) 0.25, (4) 0.45, (5) 0.60, and
(6) 0.75.

electron emitter and the target, this value of threshold
energy can be treated to be close to the ionization
energy of the O 2s level. At the lithium coverages © <
0.45, the dependences of the yield of lithium atoms on
the electron energy exhibit a stepwise increase in the
yield at the electron energy E, = 55 €V, which corre-
sponds to the ionization energy of the Li 1slevel. Itis
interesting that the yield of lithium atoms due to this
threshold reaches amaximum at thelithium coverage ©
= 0.1, decreases with afurther increase in the coverage,
and becomes negligibly small at © > 0.45. An increase
in the lithium coverage above 0.6 leads to the appear-
ance of abroad peak in the q(E,) curves at E, = 40 eV,
which correlates with the ionization energy of the Mo
4p level. At the lithium coverage © > 0.75, the curves
show the second broad peak at the electron energy E, =
70 eV, whichis closeto the ionization energy of theMo
4s |level [6]. The location of these features in the elec-
tron energy scale is independent of the lithium cover-
age. As the electron energy increases, the yield of lith-
ium atoms gradually increases and does not reach satu-
ration up to E. = 160 eV. The shape of the features at E,
= 40 and 70 eV suggests that the resonance excitation
of bonds s responsible for the electron-stimul ated des-
orption of lithium atoms in the range of these energies.
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Fig. 2. Dependences of the yield of lithium atoms g on the
lithium coverage © of the molybdenum surface coated with
an oxygen monolayer at T = 300 K for different energies of
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Fig. 3. Normalized energy distributions of lithium atoms
upon el ectron-stimul ated desorption from the molybdenum
surface coated with an oxygen monolayer for the lithium
coverages © = (1, 2) 0.10 and (3, 4) 0.75 and the electron
energies Eo = (1, 3) 50 and (2, 4) 80 eV.

Figure 2 depictsthe dependences of theyield of lith-
ium atoms g on the lithium coverage © of the molybde-
num surface coated with an oxygen monolayer for dif-
ferent energies of bombarding electrons E,. As can be
seen, at E, < 50 eV, theyield g of lithium atoms almost
linearly increases with an increase in the lithium cover-
age ©. At E. > 50 eV, theyield of lithium atomsin the
coverage range 0 < © < 0.45 is not alinear function of
the coverage and passesthrough amaximumat © ~0.1.
At © > 0.45, theyield g again linearly increases with an
increasein ©.

The normalized energy distributions of lithium
atoms upon electron-stimulated desorption from the
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molybdenum surface coated with an oxygen monolayer
are demonstrated in Fig. 3 for two electron energies
E.=50and 80 eV and two lithium coverages © = 0.10
and 0.75. At E. < 50 eV, the energy distribution resem-
bles a Gaussian curve dlightly broadened to the high-
energy range. As the lithium coverage increases, the
energy distributions are shifted toward the low-energy
range. At E, = 80 eV, the energy distributions show a
high-energy peak with amaximum at E = 0.275 eV. At
© > 0.45, this peak disappears, and the energy distribu-
tions are broadened toward the low-energy range.

3. DISCUSSION

Alkali metals adsorbed on the surface of transition
metal oxides reduce the work function of the surface. A
decrease in the work function depends on the coverage
and the ionization potential of an alkali metal. At small
coverages, alkali metalsare likely adsorbed intheionic
form. As the coverage increases, the ionic form gradu-
ally converts into the neutral form, because the rate of
decrease in the work function smoothly decreases to
zero at amonolayer coating. This can be explained by
the mutual depolarization of dipoles induced by adja-
cent adsorbed particles. An increase in the coverage
brings about a continuous decrease in the heat of
adsorption of alkali metals dueto the repulsion of adja-
cent dipoles, and the bonding between adsorbed parti-
cles and the surface becomes weaker. Correspondingly,
the distance between adsorbed particles and the surface
increases[7].

The main regularitiesin the electron-stimul ated des-
orption of lithium atoms can be interpreted in the
framework of the Auger-stimulated desorption model,
which was advanced earlier for the electron-stimulated
desorption of alkali metal atoms and ions from the lay-
ers adsorbed on the surface of oxidized tungsten [2, 3]
and then was applied to the description of the electron-
stimulated desorption of the Na, K, and Cs atoms from
their layers adsorbed on the surface of oxidized molyb-
denum [8, 9].

Let us assume that a primary electron produces a
hole at the O 2s level whose ionization energy is close
to the threshold of the onset in the electron-stimulated
desorption of lithium atoms (~25 eV). This hole can be
filled with an electron of the higher-lying O 2p level to
initiate the Auger process. An emitted Auger electron
can be captured by an adjacent adsorbed Li* ion. In the
case when the O* ion formed in the Auger process
regains its original negative charge by capturing elec-
trons from a substrate more rapidly than the lithium
atom ionizes, the O~ ion begins to repel the lithium
atom due to the overlap of their valence shells, and the
lithium atom leaves the surface. The larger the overlap
of the shells, the higher the kinetic energy of the des-
orbed lithium atom. Anincreasein thelithium coverage
leads to an enhancement in the repulsion between lith-
ium atoms and, correspondingly, to an increase in the
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equilibrium distance between Li adatoms and O~ ions.
Therefore, the mean kinetic energy of desorbed lithium
atoms decreases with an increase in the coverage. The
difference between the atomic and ionic radii decreases
in going from Cs to Li, and, hence, the mean kinetic
energies of desorbed atoms also decrease [4].

In the case when a primary electron removes an
electron from the 1slevel of the Li* adatom (the ioniza-
tion energy is ~55 eV), the formed Li** ion begins to
move toward the substrate due to an increase in the
image potential and adecreasein the repulsion between
outer orbitals [10]. The interatomic Auger process
occurs at a certain distance from an O~ ion. As aresult
of this process, the Li** ion again transforms into the
Li*ion, which, inturn, can capture an Auger electron to
be converted into the Li atom. An increase in the lith-
ium coverage brings about an increase in the equilib-
rium distance between lithium adatoms and the sub-
strate. Therefore, the lithium atoms acquire a higher
kinetic energy prior to the turning point, and, corre-
spondingly, the desorbed lithium atoms acquire a
higher kinetic energy as compared to the lithium atoms
leaving the surface from the equilibrium distance after
the ionization of the O 2s level (a high-energy peak
shown in Fig. 3). With an increase in the kinetic energy,
the lithium atoms moving toward the surface come
closer to positive O* ions, and their ionization potential
decreases under the action of image forces, which
increases the probability of their reionization[11]. Asa
consequence, the yield of lithium atoms due to the ion-
ization of the Li 1s level decreases with an increase in
the lithium coverage.

Among akali metal atoms, the lithium atoms pos-
sess the highest ionization potential and, hence, the
least probability of the reionization during the mation
toward the surface. Hence, it is not surprising that the
electron-stimulated desorption of only the lithium
atoms is observed after the ionization of their core lev-
els. The electron-stimulated desorption of lithium
atoms from oxidized tungsten after the ionization of the
Li 1slevel likely isnot seen, because of asharpincrease
in the yield of lithium atoms with an increase in the
energy of primary electronsin this case.

Additional features in the g(Eg)curves at electron
energies of 40 and 70 eV can be caused by the reso-
nanceionization of theMo 4p and Mo 4slevels[6]. The
presence of these features implies that there exist the
Auger processes involving the Mo 4p and Mo 4slevels,
which lead to the neutralization of the adsorbed Li*
ions. These ions cannot be neutralized by the Auger
electrons liberated directly from the valence band after
filling holes at the Mo 4p and Mo 4slevels, because the
energies of these Auger electrons are too high. Thisis
corroborated by the absence of the yield of alkali metal
atoms upon electron-stimulated desorption from alkali
metal layers adsorbed on the tungsten surface coated
with silicon film [12], for which the least energy of
Auger electronsis equal to about 90 eV. It seems likely
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that the adsorbed Li* ions can be more efficiently neu-
tralized by way of capturing electrons liberated in the
cascade Auger processes involving the Mo 4p, Mo 4s,
0O 2s, and O 2p levels. A peak-like character of the fea-
tures can be explained by assuming that, upon ioniza-
tion of the Mo 4p and Mo 4s levels, electrons transfer
from these levels to the band of free states above the
Fermi level. These electrons decrease the relaxation
time of oxygenionsand, thus, increasetheyield of lith-
ium atoms. The density of states in the band of free
statesincreaseswith anincreasein thelithium coverage
of the surface. It should be noted that, for an isolated
lithium layer, the density of states in the band of free
statesis considerably more uniform than that in the cor-
responding Cs, K, and Na layers [13]. As aresult, the
features at 40 and 70 eV for thelithium atoms appear at
larger coverages and are less pronounced as compared
to the electron-stimulated desorption of the Cs, K, and
Naatoms|[8, 9].

Anincrease in the energy of a core hole can lead to
an increase in its relaxation time [14] and, correspond-
ingly, to an increase in the probability of the reioniza-
tion of lithium atoms and a decrease in their yield upon
electron-stimul ated desorption. For thisreason, the fea-
tureat E, = 40 eV isobserved at smaller lithium cover-
agesthan the feature at E, = 70 eV. Thefeatures at E, =
40 and 70 eV are not observed in the g(E,) dependences
for the el ectron-stimul ated desorption from lithium lay-
ers adsorbed on molybdenum oxide. This is likely
explained by the fact that the relaxation of the charge
on positive oxygen ionsistoo slow in this case.

Thelow-energy “tails’ in the energy distributions of
lithium atoms can be associated either with the reverse
motion of the lithium atomsin thefield of positive oxy-
genions, or with an incompl ete relaxation of the charge
on oxygen ions, and, possibly, with the polarization of
outer orbitals of negative oxygen ions in the filed of
positive molybdenum ions. The lithium atom formed in
the neighborhood of a positive oxygen ion moves
toward this ion. The smaller the spacing between the
atom and theion, the higher the kinetic energy acquired
by atom after the relaxation of the charge on oxygen.
Therefore, the less the atomic mass, the shorter the low-
energy tail in the energy distributions of the atoms. This
is in agreement with an increase in the tail lengths in
going from Li to Cs [8, 9]. Since the equilibrium dis-
tance between alkali metal ions and the surface
increases with anincrease in the coverage, the length of
tails in the energy distributions also increases with an
increasein ©.

On the other hand, the extension of the energy dis-
tributions of lithium atoms toward the low-energy
range can be caused by the partial relaxation of the
charge on positive oxygen ions, which, nonetheless,
brings about the repulsion of lithium atoms. In this
case, the lithium atoms experience a weaker repulsion
as compared to the compl ete rel axation of the charge on
oxygen and acquire alower energy. It is quite probable
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that electrons captured in the band of free states are
responsible for the partial relaxation of the charge on
oxygen. Then, the tail length should increase with an
increase in the coverage.

Finally, the polarization of the outer orbitals of neg-
ative oxygen ions in the field of positive molybdenum
ions should lead to a decrease in the density of charge
between oxygen ion and alkali metal atom. This should
result in a weaker repulsion between the oxygen ion
and the alkali metal atom and, correspondingly, in the
appearance of the low-energy tailsin the energy distri-
butions of the alkali metal atoms. It is clear that, in this
case, the length of the low-energy tails also should
increasewith anincreasein the alkali metal coverage of
the surface. Moreover, it is important that the appear-
ance of the low-energy tails should correlate with the
appearance of additional thresholdsin the q(E) curves,
which is observed in the experiment.
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