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Abstract—We calculate the total and differential cross sectionsfor radiative—collisional excitation of the meta-
stable 2'S state of He atoms at collisions with Ne atomsin external radiation fields of various frequencies and
polarizations. The calculations are performed for athermal collision energy of E = 10~ atomic units and light
intensity of | = 1 MW cm2, which corresponds to a single photon absorption by a quasi-molecule during the
collision. Both the differential and total cross sections are shown to depend strongly on the relative orientation
of the radiation polarization vector and theinitial relative velocity vector of the colliding atoms. We analyze
the azimuthal scattering asymmetry related to the orientation of the angular momentum of the absorbed pho-

ton. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

In recent years, considerable interest has been
shown in analyzing the angular distributions of the
atoms produced during experiments with crossed
atomic beamsin alaser radiation field. In particular, the
excitation reaction of Na atoms at collisions with rare-
gas atoms in a quasi-resonant laser radiation field was
used as an example to show that studying the changein
the structure of the differential cross sectionswith radi-
ation frequency, polarization, and the collision energy
allows one to judge the geometry of radiative—colli-
sional processes [1, 2], to analyze the nonadiabatic
quasi-molecular transitions [3], and to reproduce the
interaction potentials of atoms in the ground and
excited states with afairly high accuracy [4, 5].

At the same time, the differential cross sections for
the radiative—collisional processes that lead to the col-
lisonaly induced radiative excitation of metastable
states in one of the colliding atoms remain essentially
unexplored. These processes are difficult to observe
experimentally, because the dipole moment of the
transition induced by the interaction between atoms
and, accordingly, the radiative—collisional excitation
cross sections are small. Nevertheless, a number of
works on experimental observation of the spectral dis-
tributions formed during the processes of this kind can
be noted [6-9]. Attemptsto give an adequate theoretical
description also run into anumber of difficulties. In par-
ticular, the widely used close coupling method (see,
e.g.,[2]) provesto beinefficient when there are no good
initial data on the atomic interaction potentials and the
transition dipole moment. At the same time, determin-
ing the latter is a complex quantum-chemical problem,

especially for the interaction between two compact
atoms in the 'S states, since it requires simultaneously
allowance for the motions of al electrons in the quasi-
molecule. Another method commonly used to analyze
optical collisions is based on the Condon approxima-
tion. However, as was shown in[10], the Condon
approximation is valid only for a smoothly changing
interaction between quasi-molecular states. In contrast,
for an interaction that depends strongly on the internu-
clear distance R, which is peculiar to collisionally
induced radiative transitions (with a zero dipole
moment at large R), the validity range of the Condon
approximation is very limited.

In [11], based on a model for the interaction
between two Coulomb terms that depends exponen-
tially on R [12], which leads to a closed analytical
expression for the scattering amplitude, the authors
estimated the differential cross sectionsfor the reaction
of the collisionally induced radiation,

He(1'S) + Ne+Aw-—~ He(2'S) + Ne. (1)

Although the results obtained correctly reproduce some
of the general patterns of behavior of the differentia
cross sections, using the Coulomb fits for the ground-
and excited-state potentials leads to a definitely incor-
rect quantitative estimate of the cross sections and
makes it impossible to reproduce a number of features
in the differential cross sections related to the short-
range nature of the interaction between ground-state
atoms. In addition, the calculation in [11] was per-
formed in the approximation of identical centrifugal
potentials in both reaction channels. Basicaly, this
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implies the neglect of the photon angular momentum
and rules out the possibility of studying the polariza-
tion-related effects.

The goal of thiswork isto calculate and analyze the
structure of the differential and total cross sections for
reaction (1) with absorption as a function of the polar-
ization. The calculation is based on fairly accurate [10]
exponential fits for the radiative width and interaction
potentials of atoms in the ground and excited % states
and suggests a proper allowance for the photon angular
momentum.

The mechanism of reaction (1) was described in
detail in [10]. The exponentid fits for the potentials of
the ground |*Z, 1'SCand excited ['Z, 2'Suasi-molecu-
lar states in the energy range 10-1000 cm based on
datafrom[13, 14] are

Uy(R) = 2594exp(-3.439R),
U.(R) = 0.404exp(-0.917R).

The radiative width of the excited |'Z, 2'S]quasi-
molecular state [15] emerges as the atoms approach
each other due to the mixing of the wavefunctions for
the metastable 2'Sand resonance 2'P He atomic states.
The exponential fit for the width is N'(R) = 4.84 x
10%exp(-1.84R). In what follows, unless stated other-
wise, we use the atomic system of units.

2. THEORY OF RADIATIVE TRANSITION
BETWEEN THE TWO X TERMS

2.1. Quantum Theory

At low radiation intensities, when the radiative tran-
sition probability is much lower than unity both at each
stage and during the entire collision, the amplitude and
differential cross section for the radiative—collisional
process can be determined using the distorted-wave
method [16]:

f(ks, ki, €)
* + 2
=~ RIVRWI(R)ER @
k 2
g—g = E:Hfi(kf’ki’e)l , (3)

where [ is the reduced mass of the colliding atoms, k;
are the relative momenta of the atoms before and after
the collision, and LIJ(kT) (R) and LIJ(k_f) (R) are the wave-
functionsfor the relative motion of the atomsin theini-
tial and final channels that satisfy the well-known
asymptotics [17].

Since the dipole moment of the transition between
thetwo X quasi-molecular statesisparallel to theinter-

JOURNAL OF EXPERIMENTAL AND THEORETICAL PHYSICS Voal. 101

CHESNOKOV

nuclear axis, d; = d(R)R, where R is a unit vector
along the internuclear axis, the matrix element of the
dipole interaction between the quasi-molecule and an
external electromagnetic field

E = Ey,Re[eexp(—iwt)]

of intensity | = cE2 /81t can be represented as a product
of theradial and angular parts of the interaction:
V(R) = V(R)V(R), @)
where
V(R) = —e[R, V(R) = (E,/2)d(R).

Expanding the functions kIJ(kT) (R) and LIJ(k_f) (R) interms

of partial waves alows the scattering amplitude to be
expressed in terms of elements of the Smatrix:

f(6,9,e)=el(6,0), f(6,0)=3 &, (6 ¢) (5

where the angles 6 and ¢ specify the direction of the
final relative momentum vector of the colliding atoms,
K; (the z axis is assumed to be along the initial relative
momentum vector k;). The spherical components of the
scattering amplitudes are defined by the formulas

fo(8) = (4kiky)™?
x Z [1S_:.,—-(1+1)S.;_,]P/(cosB),
=0

f.1(8, ) = F(1/J2)exp(£i9) f)(B),  (6)
f)(8) = (4kiki)™?

00

xS [S-1.1+S .1 ] Pi(cose)

=1
and are related to the Cartesian components by

f,(8) = fo(6), f.(8,¢) = cosdf,(6),

1,(6,0) = sing f;,(8). ¥
The Smatrix elements are
S, .1, = —i2mexp[i(3) + )]
(8)

xJ’qJIEff(R)V(R)quéi(R)dR.

Here, LIJ'E (R) aretheradial, regular (at zero) rea wave-
functions normalized to the & function of energy, and &
are the elastic scattering phase shifts.

Expressions (6), along with the L egendre polynomi-
als P,(cosB), contain the associated L egendre functions
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P|l (cosB) that emerge when calculating the matrix ele-

ment of the angular part of the dipoleinteraction V(R)
between the spherical functions that specify the initial
and fina rotationa quasi-molecular states. Photon
absorption causes a change in the relative angular
momentum of the atoms, | + 1 — |, which corre-
sponds the P and R branches in the theory of molecular
radiation.

For an arbitrary linear polarization,
e = e,cosf, +esinB,cosp, +e,sinb,sing,, (9)
the scattering amplitude is
f(0, ¢,e) = cosO,f,(0
(' L) pfo(0) (10)
+sinB,cos(d —b ) f4)(0).

Inthiscase, the differential crosssectionisgiven by the
formula

do(e) _

alin { cos 6p| f0(6)|
L, (11)
+sin"0,cos 10, —0,)|f1y(8))°

+sin(28,) cos(¢ —¢ ,)Re[ f(8) {1 (8)] }.

Integrating (11) over the solid angle Q yields an expres-
sion for the total cross section:

o(e) = 0,008’8, + o SNn’6,, (12)

where

o, = 2n%J’|fo(6)|2sin6de,
» (13)
oy = T[Efﬁf(l)(e)fsinede

arethetotal cross sectionsfor polarizations parallel and
perpendicular to the initial relative momentum, respec-
tively. The factor 1/2 appears in the expression for o
when averaged over the azimuthal angle ¢. Having
integrated the squares of the magnitudes of the ampli-
tudes, |fo(8)]> and |f;)(B)F%, over the scattering angle 6
and taking into account the orthogonality of the Leg-
endre polynomials, we obtain

Te 1
= [(;ZEI—;‘EHS_LW(' +1)S.: 1%
11=0

[(1+1)
90 2k22l+l|S 1=

Averaging the total cross section (12) over the radi-
ation polarizations or over the directions of the initia

(14)
S+1 - I|2-
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relative velocity of the colliding atoms under gas-cell
conditions yields

0, +20;

o= 3

o (15)
= 22 [+ ISl +1IS L,
i1=0

wherethefactor 2 of o correspondsto the two possible
perpendicular polarizations.

When the polarization vector e lies in the collision
plane, we assumethe x axisto liein the same half-plane
as the polarization vector (¢, = 0). In this case, for an
observer whose head is oriented along the y axis and
whosefaceisdirected along the zaxis, ¢ =0 and Ttcor-
respond to the leftward and rightward scatterings,
respectively. The expressions for the scattering ampli-
tude and differential cross section take the form

f(6,8,) = cosB,fy(6) £sinB,f(0), (16)

do(8,) _
de (cos 6p|f0(6)| +din 6p|f(l)(6)| an

+ S|n(29p) Re[ f4(8) f71,(8)]),

where the upper and lower signs correspond to the left-
ward and rightward scatterings, respectively.

In the case of a right-hand or left-hand circular
polarization in the collision plane,

_etie
/\/é ’

the scattering amplitude and differential cross section
are

er, | = (18)

8) +if (0
mm—iuéﬁu (19)
do,, _ k¢l
Tj?z_l_ = |fo(9)|

(20)

+Hmwﬂmuwmwg

The upper and lower signsin Eqg. (20) correspond to the
leftward and rightward scatterings, respectively, for a
right-hand circular polarization and vice versa for a
left-hand circular polarization.

2.2. The Condon Approximation
In the Condon approximation (see, e.g., [2, 10, 11]),
the radiative transitions occur when the atoms are sep-
arated by distance R-. The radius R: depends on the
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Fig. 1. The deflection functions n;, ox(J) and the angles
specifying the directions of the Condon vectors 6;, o,(J)
calculated for the collision energy E = 1073 atomic units at
various frequency detunings Aw = 5, 50, and 250 cm™.

radiation frequency and can be determined from the
equation

AU(R.) = Aw, (21)

where AU = U, — U, is the difference between the
excited- and ground-state potentials measured from the
energy levels of isolated atoms, and Aw is the detuning
of the radiation frequency w from the frequency of the
forbidden atomic transition wy,. For reaction (1) under
consideration, the difference potential AU has a maxi-
mum at R = 4. In this case, Eqg. (21) in the frequency
range Aw [0 0—300 cm™ of interest definestwo Condon
points: oneliesat R> 6, and the other liesat R< 3.5. It
was shown in [10] that a collison energies E ~
1072 atomic units, the contribution from the second
Condon point could be ignored, and the analysis could
be restricted to the radiative transitions at R > 6. Thus,
within the framework of the semiclassical treatment,
the scattering through afixed angle 6 is formed viathe
contribution from two paths with angular momenta
J; 2, which can be determined from the equations

r]in,out(‘]) = 9, (22)
where the deflection functions
in, o J) = - + ©, J
Nin, out(J) (Xe* Xg) (0, J) 23)

* (Xe_Xg)(RC’ 'J):

drR
RK(R)’

X(RJ) = JI
R

K(R) = JZu(E—U(R))—ﬂ;,

correspond to the paths for which the radiative transi-
tion takes place when the atoms approach each other
(in) or separate from each other (out).
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Figure 1 shows the deflection functions nj, o for
various frequency detunings Aw. At 8 > 6., where the
angle 6. corresponds to the maximum angular momen-
tum J. for which the transition point R: is classically
attainable, the in and out paths contribute to the scatter-
ing through 6. At 6, < 8 < 8., where 6, isthe minimum
of the deflection function n,,, both paths correspond to
thetransition during the separation. The range of angles
0 < 6, is classically unattainable. Since 6 and 6, are
close, we assume below that the semiclassica Condon
approximation is suitable for analyzing the differential
scattering cross sections in the range of angles 8 > 6,
where the scattering is determined by the sum of the
contributions from the in and out paths.

When the linear polarization vector lies in the colli-
sion plane, the expressions for the scattering amplitude
and differential cross section calculated inthe semiclas-
sical Condon approximation are [2]

ki V% 12

frc(8,8p) = [k [0in"cos(8i, —8,) exp(i@n) 24)

+ Gty 00S(B — 0,) €XP (i Pour) 1,

doec(8, 6,)

_ 20 _
90 = 0j,cos (8,,—6,)

+ O 008" (B — 0,) 25
+ 2(O-ino-out)llzCos(q)l n— (pout)

x cos(6,,—8,)cos(B,,;—6)).
Here,

— I:)Ll(‘]in, out)‘]in, 0ut|d‘]in, out/de|
k’sin®

O-in, out

are the single-path scattering cross sections obtained
without the spherically asymmetric part of the interac-

tion V(R),

P = 2MPVE
Y KAFG

is the Landau probability calculated for a single pas-

sage through the nonadiabaticity region [17], Ve =

V(R.) is the interaction matrix element at the term

crossing point R,

AF¢ = (Ug—Ug)(Re)

is the difference between the forces a R:, and k- =
ke(Re) = Kq(Re) is the relative momentum of the atoms
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Fig. 2. Thetotal cross sections o) (solid lines) and or; (dashed lines) calculated for the collision energy E = 1072 atomic units: the

blue (a) and red (b) wings of the forbidden line.

at Rc. The phases @, o are defined by the formulas

1!

(ﬂn, out — 26in, out(Jin, out) - e‘]in, out * Z’ (26)

26in,out(‘]) = 6g+6;i(se_sg)(RC)’

where

(27)

R

S(R) = [k(R)AR
!

are the classical action functions, and &’ are the quasi-
classical WKB asymptotics for the scattering phase
shifts &'. The angles 6, o, Specify the directions of the

in, out

Condon vectors R, i.e., the directions of the inter-
nuclear axis at the times of the radiative transitions,

9in, out(‘]) = T- Xg(°°1 ‘]) * Xg(RC1 ‘])

Figure 1 shows the functions 6,, (J) for various radi-
ation frequencies.

Formulas (24) and (25) correspond to the leftward
scattering (¢ = 0); when the scattering into the right
half-plane (¢ = m) is considered, 6, should be substi-
tuted with 11— 6,,. The factors cos(8;, o, — 6,) represent
theangular part of the dipoleinteraction operator V(R ).

In the case of a right-hand or left-hand circular
polarization in the collision plane, the differential scat-
tering cross section is

doy
a0

+ (Ginoout)llzcos((pm — Qout * (ein - eout))'

The total scattering cross sections for paralel and per-

(28)

Oout

Oin
2 (29)
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pendicular linear polarizations are given by the formulas
Jc

6}° = 22 [Pu(I)(cos'B, + cos'B,) 300,

. (30

Je

ofC = k—”ZJ’PLl(J)(sinzem+ sin’0,,)JdJ.
i

Adding o/ °/3 and 205°/3 yields a well-known
expression for the total cross section of a nonadiabatic
transition (see, e.g., [18]), in which the factor 1/3
implies that, on average, only athird of the quasi-mol-
ecules have a dipole moment oriented along the polar-
ization vector under gas-cell conditions.

3. RESULTS OF CALCULATIONS
3.1. Total Scattering Cross Sections

Calculating the differential (11) and total (14) scat-
tering cross sections is reduced to calculating the
Smatrix elements (8) and summing over the partial
cross sections. For the collision energy E = 10-3 atomic
units under consideration, ~40 partial waves should be
included in the summation (see Fig. 1). The interaction
potentials of the atoms in both the ground and excited
guasi-molecular states are purely repulsive, thereby rul-
ing out the possibility of orbiting effects and the forma-
tion of quasi-bound states. For this reason, the calcula-
tion of the Smatrix elements can be simplified signifi-
cantly by using uniform Langer approximations (see,
e.g., [19]) for theradia wavefunctions of theinitial and
final states:

We(R) = (zu)”z%%gmm(—a(m),

2005

(31)
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Fig. 3. Partial cross sections oh (solid lines) and 0|D (dashed lines) versus angular momentum | calculated for the collision energy

E = 1073 atomic units at various frequency detunings: Aw = 50 (a) and -50 cmt (b).

where

2/3
&R = BsRE

Ai istheAiry function.

Thetota cross sections ca culated using formulas (14)
and (8) are shown in Fig. 2. In the blue wing of the for-
bidden spectral line, the cross section for a perpendicu-
lar polarization dominates over the cross section for a
parallel polarization. As the frequency detuning
decreases, the difference between the cross sections for
paralel and perpendicular polarizations approaches
zero, so that the cross section becomes polarization-
independent at Aw = -14 cm™. As the detuning
decreases further, the situation changes and the cross
section for a parallel polarization begins to dominate
over the cross section for a perpendicular polarization.

Therelative behavior of the cross sectionsfor paral-
lel and perpendicular polarizationsin the bluewing can
be understood on the basis of the semiclassical Condon
approximation (30). Since the interaction between
ground-state atoms is a short-range one, to a first
approximation, we can set Uy = 0; the directions of the
Condon vectors are defined by simple formulas:

o d
arcsin——

0., =T1- arcsini
n kiRC.

ki RC’ eout =

(32)

Substituting 6, o« from (32) into Egs. (30) and inte-

grating over the angular momentum yields o} = of°.
Thus, in the absence of interaction between ground-
state atoms, the total cross section is polarization-inde-
pendent. Including the short-range repulsion in the
ground-state potential causes an increase in the factor
sin’0,, and, accordingly, a decrease in cos’0,, for
small impact parameters, b < 6 (J < 20), with the cross
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section of° becoming larger than o/°. As the fre-
guency detuning Aw decreases, the Condon radius R
tends to infinity; the range of impact parameters that
contribute to the cross section grows, so that therelative
contribution from the range of small impact parameters
that actually determines the difference between o and
o), becomes progressively |ess significant.

Figure 3 showsthe partial cross sectionsfor parallel
and perpendicular polarizations. The following pecu-
liarities can be noted for all radiation frequencies. First,

the cross section 0:] becomes zero at | = 0. Second, the

cross section oy, dominates over oh for large |, while
thereverseistruefor small I. Indeed, the radiative tran-
sitions for paths with large impact parameters occur
when the internuclear axis is nearly perpendicular to
the initial relative velocity vector of the colliding
atoms, with the dipole interaction being at a maximum
for perpendicularly polarized radiation. In contrast, for
small impact parameters, the internuclear axisis nearly
paralel at the times of the radiative transitions.

3.2. Differential Cross Sections

Figure 4 shows the differential cross sections 6,(8)
and o,(6) calculated for parallel and perpendicular lin-
ear polarizationsinthe collision plane (¢ = ¢,,). Thefig-
ures demonstrate the great difference between the cross
sections 0,(0) and 0,(8) in both the blue and red wings
of theforbidden spectral line. A characteristic feature of
the cross section 0,(0) isthat it becomeszeroat 6 = Q.
Indeed, the emission of a photon with the spin projec-
tion my, = +1 for the 'S — !Stransitions causes the
projection of the reative angular momentum of the
atoms mto change by +1, which is not possible for the
gtrict forward scattering (for 6 = 0, we have my = my = 0).
In contrast, the cross section 6,(6) has a distinct maxi-
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Fig. 4. Thedifferential cross sections q,0) = (do/dQ)/o (solid lines) and g,(6) = (do,/dQ)/c (dashed lines) cal cul ated for two mutu-

aly perpendicular polarizationsin the collision plane. The calculation was performed for the collision energy E = 1072 atomic units
at various frequency detunings: Aw = 50 (a) and —50 cmit (b). The cross sections were normalized by the condition
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Fig. 5. The differential cross sections q(8, 8) = (do(8,)/dQ)/c calculated for alinear polarization, 8, = 45°, in the collision plane.

The calculation was performed for the collision energy E = 107 3 atomic units at various frequency detunings: Aw =50 (a), 0 (b),
and -50 cm™L (c). The negative and positive values of 8 correspond to the leftward and rightward scatterings, respectively. The cross
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sections were normalized by the condition %Ej'fnqsin\e\ de =1.
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mum at 8 = 0, which is similar in nature to the glory
effect. At small frequency detunings Aw, when therain-
bow angle 6, is close to zero (see Fig. 1), amost al of
the particles that have passed to an excited state during
their separation are scattered through small angles, with
the bulk of the cross section g, being concentrated near
the central maximum.

Figures 5 and 6 demonstrate the left—right scattering
asymmetry in the plane formed by the vectors k; and e
for linear and circular polarizations. Figure 5 shows the
differential cross sections calculated using formula (17)
for the polarization angle 6, = 45°. The |eft—right scat-
tering asymmetry is attributable to the asymmetric
location of the polarization vector in the scattering
plane. Thus, for example, in the range of parameters
where the Condon approximation is admissible, the
scattering into both the left and right half-planes is

JOURNAL OF EXPERIMENTAL AND THEORETICAL PHYSICS Vol. 101

defined by Eg. (25). However, as was noted above,
when the scattering into the right half-plane is consid-
ered, the polarization angle 6, should be substituted
with 11— 8,. An interesting feature of the differential
cross section is the disappearance of the scattering
asymmetry for small 8 at Aw = 0 (Fig. 5b). As more
accurate caculations show, the asymmetry disappears
for E=220cm*=102%auat Aw=0.3cm* andfor E =
100 cm™ at Aw =-2.3 cm. The above featureis attrib-
utable to the interference between the particle beams
scattered into different half-planes and cannot be
explained in terms of the classical ideas of scattering.
Nevertheless, a qualitative interpretation based on the
Condon approximation can be offered.

As follows from Eq. (17), the left—right scattering
asymmetry disappears when the real part of the product
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Fig. 6. The differential cross sections g |(6) = (do; /dQ)/c calculated for right-hand (solid lines) and left-hand (dashed lines) cir-
cular polarizationsin the collision plane. The calculation was performed for the collision energy E = 1073 atomic units at various
frequency detunings: Aw = 250 (a) and 0 cm? (b). The negative and positive values of 8 correspond to the leftward and rightward

scatterings, respectively. The cross sections were normalized by the condition ‘%T[ﬁtnqr’ (sin(e|de =1.

fo(B) f1 (8) becomes zero. Let us substitute the Leg-

endre functions in Egs. (6) with their asymptotic
expressions at small 0 (see, e.g., [20]). To thefirst order
in B, we have

P,(cosB) =1, Pi(cosB)=I(l+ 1)-2_

Given also that the small-angle scattering is determined
by large | (in our case, | > 20; see Fig. 1) and making
the standard (for large |) substitution of integration for
summation, we obtain

fo(B) = (4kikf)‘”2](s_1ﬂ.—s+1ﬂ.)JdJ,
0

f(6) = (4kk) 3 (33

XJ-(S—l_. | +S+1_. |)J2dJ
0

Using the Condon approximation for the Smatrix ele-
ments (see, e.g., [11]) and given that

26in, out(‘] 11— ‘])

= 26in, out('~]4> ‘]) T %im out(‘]) _12%

and that the small-angle scattering is formed mainly by
the atoms that have passed to an excited state during
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their separation, we obtain
fo(8) = —expy(kk) ™

‘]C
x Ipﬁ’fexp(izesom) cos0,,,JdJ,
0 (34)

it 1120
fw(8) = —exp(kk) ™3

‘]C
x IPi’fexp(i260ut)sin60utJ2dJ.
0

As we see from Fig. 1, the deflection function n, for
Aw — Oisamost zero at J > 20, so that the scattering
phase

2004 = Iﬂouth

is close to a constant over the entire integration range
significant for small 8. Factoring exp(i2d,,;) outside the
integral signs, we find that the complex phases for the
scattering amplitudes f, and f,, differ by 12, with
Re f,f(1y] = 0. Thus, we conclude that the disappear-
ance of the left—right scattering asymmetry at Aw =0
has the same origin asthe spike in the differential cross
section 0,(0) at 6 = 0 and isdirectly related to the short-
range nature of the interaction between ground-state
atoms.

Figure 6 shows the differential cross sections calcu-
lated using formula (20) for left-hand and right-hand

No. 5 2005



DEPENDENCE OF THE DIFFERENTIAL CROSS SECTIONS

circular polarizations in the scattering plane. The cross
sections demonstrate a displacement of the oscillatory
structure to the left for a right-hand circular polariza-
tion andto theright for aleft-hand circular polarization,
in agreement with the results of [2]. Using Eq. (29), we
can obtain a simple semiclassical estimate for the dis-
placement AB between the oscillatory structures of the
cross sections that correspond to right-hand and left-
hand circular polarizations:
6,,— 6
Ae - 2 n out.
‘Jin - ‘Jout
As comparative calculations show, this estimate allows
the displacement between the maxima of the differen-
tial cross sections for right-hand and left-hand circular
polarizations to be determined to within 5% for 6 > 6.

(35

4. CONCLUSIONS

Using thefirst order of the distorted-wave method in
combination with uniform Langer approximations for
the radial wavefunctions of the initial and final quasi-
molecul ar states, we were able to calcul ate the differen-
tial and total cross sections for radiative—collisional
excitation of a metastable state in one of the colliding
atoms at various radiation polarizations over a wide
range of radiation frequencies, including both wings
and the line center of the forbidden atomic transition.
The suggested approach imposes certain constraints on
the ranges of admissible collision energies and radia-
tion intensities. Our estimate of the interaction matrix
element shows that the upper limit for the radiation
intensities admissible for the distorted-wave method is
~10"'W cm at collision energies of E ~ 10~ atomic
units. For its part, using the Langer approximations for
the wavefunctions excludes the effects related to orbit-
ing and resonant scattering at quasi-discrete levelsfrom
the analysis. The latter sets alower limit for the admis-
sible collision energies that is comparable to the depth
of the potential wells attributable to the forces of polar-
ization attraction between atoms; it is ~20 cm™ for
reaction (1).

Invoking the Condon approximation made it possi-
bleto qualitatively interpret anumber of peculiarities of
thetotal and differential cross sectionsin the blue wing
of the forbidden spectral line. At the same time, this
approximation does not allow the structure of the cross
sectionsin thered wing to beinterpreted correctly. This
interpretation may prove to be possible on the basis of
a uniform quasi-classical approximation [10-12, 21]
generalized to the case of a spherically asymmetric
interaction between atoms.

In conclusion, we would like to point out the topi-
cality of the world's first experiment on studying the
angular distributions of the atoms produced during
reaction (1) or asimilar reaction that leads to the exci-
tation of a metastable state in one of the colliding
atoms.
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Abstract—X-ray diffraction is experimentally studied in the Laue geometry in agermanium crystal carrying a
long-wave ultrasonic wave that creates an alternating lattice deformation along the sample surface. Strobo-
scopic equipment is used to separate different phases and, correspondingly, different profiles of aspatial defor-
mation distribution from the periodic deformation. A uniform deformation is shown to change the angular posi-
tion of the X-ray beam, and a nonuniform deformation broadens the angular region of reflection and decreases
the peak intensity. Ultrasound can be used to compensate for the static deformation at the place where the sin-
gle-crystal sample and the resonator are glued together. Apart from the fundamental 1ong-wave harmonic, the
crystal contains aparasitic deformation with ashorter wavel ength. A simpletheoretical model isdeveloped, and
it rather accurately describes the experimental results. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

X-ray diffraction in crystals subjected to elastic
deformation isnow an actively developing field in solid
state physics.

In many works dealing with X-ray-acoustic interac-
tions, researchers attempted to obtain information on
the structure of elastic vibrations using X-ray diffrac-
tion. This information is important for physical acous-
tics; moreover, it is widely used to determine the
parameters and quality of various piezoelectric and
acoustoelectric devices. Some works deal with study-
ing the fundamental features of X-ray-acoustic interac-
tion, such as an X-ray-acoustic resonance [1] resulting
in the suppression of the Borrmann effect with ultra-
sound of acertain frequency.

The possibility of controlling the parameters of an
X-ray beam with ultrasound is also of interest; how-
ever, the physical foundations of this control depend
substantially on the elastic-strain wavelength. We can
distinguish two main groups of interaction for different
relations between the elastic-strain wavelength A and
the crystal surface region illuminated by an X-ray
beam D.

(1) Highfreguencies, where D > A. Inthisrange, an
elastic wave forms a superlattice with a period equal to
the ultrasound wavelength. This superlattice results in
the formation of additional X-ray diffraction maxima—
satellites. This range is studied in most works dealing
with X-ray acoustics (e.g., see [2—6] and references
therein).

(2) Low and medium frequencies, where A > D.
This range features an aperiodic (uniform or gradient)

|attice deformation across the section (aperture) of the
X-ray beam, and this range is poorly understood.

At present, works on controlling the X-ray beam
amplitude with ultrasound are being advanced. A large
set of works dealt with the modulation of an X-ray
beam by ultrasound [2-5]. In essence, the authors of
these works propose el ectronic anal ogs of amechanical
interrupter—a chopper [6]. Work [7] on modulation by
long-wave ultrasound is also of interest.

Ultrasound can also be used to change the angular
position of the diffracted X-ray beam. In the case of low
frequencies, this control can be reached by a uniform
change in the lattice parameter across the X-ray beam
aperture due to the mechanical deformation of an ultra-
sonic wave in the crystal. Long-wave ultrasound can
also create a gradient e astic deformation in the crystal,
which affects the structure of the X-ray beam.

Controlling the spatial position and structure of the
X-ray beam with long-wave ultrasound has only been
studied in [8, 9]. The authors of these works showed
that fresh opportunitiesfor devel oping controlled X-ray
optics appear in the case of low-frequency bending
ultrasonic vibrations for Bragg diffraction.

In this work, we theoretically and experimentally
study the effect of long-wave ultrasonic vibrations on
the characteristics of an X-ray beam under conditions
of dynamical diffraction. We think that our results can
serve as a basis for long-wave ultrasonic vibrations to
be applied for controlling the angular position and spa-
tial structure of the X-ray beam.

By analyzing the use of bending vibrations in the
Bragg geometry, we revealed substantial difficultiesin

1063-7761/05/10105-0770$26.00 © 2005 Pleiades Publishing, Inc.
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Fig. 1. X-ray optical schematic diagram of the experimental setup.

practical redization of this scheme. Therefore, we
designed and actualized a scheme using long-wave
ultrasonic vibrations for Laue diffraction. In this work,
we present the results of thefirst stage, where we exper-
imentally confirm and theoretically ground the possi-
bility of controlling the spatial characteristics of the
X-ray beam using diffraction in a crystal subjected to
long-wave ultrasonic vibrations. In the next section, we
describe a designed experimental scheme. In Section 3,
we present the time-integrated and stroboscopic exper-
imental results. In Section 4, we develop a theoretical
model to analyze the results obtained and show that this
model can adequately describe the structure of the
appearing deformation from the angular dependence of
the intensity of the diffracted X-ray beam.

2. EXPERIMENTAL SCHEME

The experimental setup wasbased onaTRS-1 X-ray
spectrometer [10]. The X-ray optical scheme of the
experiment isshown in Fig. 1. We used adouble-crystal
dispersion-free X-ray diffraction scheme, MoK, radi-
ation, and a 0.2 x 8-mm? radiation-source focus. The
angle of the main goniometer was set to an accuracy of
0.1". After a crystal monochromator, the collimated
beam passes through a 0.2-mm dlit in the diffraction
plane and falls on the crystal to be studied, where it is
subjected to periodic ultrasonic vibrations. The inten-
sity of the diffracted X-ray beam ismeasured by aBDS
scintillation detector.

As the monochromator and samples, we used sin-
gle-crystal [110] and [111] germanium plates, respec-
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tively. In both cases, we generate the symmetrical (220)
reflection: the monochromator was in the Bragg dif-
fraction position, whereas the sample was in the Laue
diffraction position.

2.1. Scheme for the Excitation
of Ultrasonic Vibrations

We used the resonance vibrations of an elastic lon-
gitudinal wave along the samplein the Laue diffraction
geometry. When vibrations are excited in the crystal, a
standing wave with the spatial deformation-amplitude
distribution shown in Fig. 2a forms in the ideal case
(pure mode). The deformation distribution along the
crystal is seen to have the shape of a half-sinusoid with
nodes at the sample ends and an antinode at its center.
At the center of the crystal, the deformation distribution
is quasi-uniform; at its periphery, a near-linear defor-
mation gradient appearsjust asadeformationis created
in statically bent gradient X-ray monochromators. The
difference from this static case consists in a periodic
change in the deformation in time.

The samples were 19.5 x 10 x 0.4 mm? in size, and
their working surface was elongated in the [110] axis.
They were part of acomposite resonator consisting of a
sample and a piezoelectric crystal resonator glued
together (Fig. 3). An alternating el ectromagnetic signal
was applied to the lateral faces of the crystal resonator
to create longitudinal elastic vibrations aong the crys-
tal. To this end, a conducting platinum or nickel layer
was deposited on the lateral surfaces by cathode sput-
tering.
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Fig. 2. (a) Estimated spatia distribution of the deformation
amplitudein the resonator and sample and (b) the time vari-
ation of the deformation. The hatched region demonstrates
the areailluminated by the beam of the vibrating crystal.
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Fig. 3. Schematic diagram of the composite resonator.

The piezoelectric resonators were made of crystal-
line quartz with the (XYtwl-18.5°/0°/0°) cut or lan-
gasite with the (XYtwl-0°/0°/0°) cut. Such resonators
are the best to provide longitudinal tension—compres-
sion vibrations almost without parasitic excitation of
other vibration types. For effective ultrasound excita-
tion, the resonance frequencies of the sample and the
exciting piezoelectric plate must be coincident. In this
case, when an alternating electromagnetic signal with a
frequency equal to the resonance frequency is applied,
high-Q vibrations appear in the crystal—piezoelectric
element system. Then, an éastic half-wavelength with
a deformation maximum at the center of the crystal is
along the length of each plate (Fig. 2a). If parasitic
vibrations are not excited, the deformation amplitudeis
a simple sinusoidal function in space and time (see
Fig. 2b). The interface contains a deformation node;
therefore, we can retain the high-Q state of the reso-
nance system and rather simply generate high vibration
amplitudes.

The resonance frequency of the germanium plate
was 126 kHz. The sizes of the piezoelectric elements
were chosen so that the resonance frequencies were
equal, since vibration excitation was most effective in
this case. To generate a pure vibration mode, the width
of the piezoelectric element was severa times smaller
than itslength. Using this experimental scheme, we can
measure a rocking curve averaged over the ultrasound
period, i.e., the angular dependence of the intensity of
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the diffracted X-ray beam for a small rotation of the
sample about the X-ray beam.

2.2. Reflected-Beam Detecting Unit

The unit for detecting the intensity of the diffracted
X-ray beam consisted of a scintillation detector of
X-ray quanta, an amplifier with a discriminator, and a
stroboscopic system (Fig. 4). Thisscheme alowed usto
count X-ray quantareflected by the crystal under study
both continuously and periodically. The counting sys-
tem processed and converted signals from the detector,
and the stroboscopic system differentiated them with
respect to time (i.e., it presented them as a function of
the crystal vibration phase).

In the stroboscopic experiments, a synchronizing
signal from the sinusoidal-signal generator that excited
the crystal resonator was applied to a pulse generator,
whose main purpose was to form a pulse displaced in
phase with respect to the synchronizing signal. The
pulse generator generated pulses with the crystal-reso-
nator vibration frequency and a controlled phase shift
with respect to crystal-resonator vibrations (the vibra-
tion phase was set to an accuracy of 10%). According
to each incoming pulse, the coincidence circuit allowed
the counting system to count the X-ray quantareflected
by the sample. The counting time (the time of recording
signals from the detector) was set in the coincidence
circuit and was one-tenth of the resonator vibration
period. Using this scheme, we could detect the dif-
fracted X-ray beam only at a given resonator vibration
phase.

3. EXPERIMENTAL RESULTS

We experimentally studied X-ray-acoustic interac-
tion during the excitation of long-wave ultrasound with
and without stroboscopic analysis. As noted above, in
the absence of excited parasitic vibrations, the defor-
mation amplitude should be a simple sinusoidal func-
tion in space and time. If the crystal length is much
larger than the X-ray beam width, we can change the
distribution (gradient) of the ultrasonic-deformation
amplitude within the X-ray beam width by moving the
crystal with respect to the X-ray beam.

3.1. Time-Integrated Measurements

Information on an actual deformation distribution
along the crystal can be extracted from the evolution of
rocking curve measured when the position of the X-ray
beam is scanned from the free end of the sample to the
place of gluing with the piezoelectric transducer with-
out stroboscopy. The sample thickness meets the condi-
tions of the Borrmann effect with an absorption factor
ut = 12 (where i isthe linear absorption factor and tis
the sample thickness). The samples, i.e.,, the germa
nium plates, have a high quality: the FWHM isclose to
the theoretical value and does not exceed 6" aong the
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Fig. 4. General experimental scheme for studying the effect of an ultrasonic wave on X-ray diffraction in the crystal.

whole plate (the angle measurement error waslessthan
half a percent, and the intensity measurement error was
less than one percent). The only exception is a region
about 3 mm wide next to the place of gluing with the
piezoelectric transducer, since it excites ultrasonic
deformation. In this region, the rocking curve differs
from a Gaussian shape and has a strongly broadened
asymmetric shape caused by a nonuniform static
mechanical deformation in the germanium crystal.
When ultrasound is turned on, the rocking curve width
increases and the integrated intensity remains the same.
The rocking curve is found to change significantly
depending on the X-ray beam position on the crystal.
We measured the dependence of the FWHM on the X-
ray beam coordinate on the sample (Fig. 5). Asfollows
from Fig. 5, short-wave modulation is superimposed on
the pure deformation mode, when the half-wavelength
of excited ultrasound is along the sample length. This
finding demonstrates the excitation of additional para-
sitic vibrations and allows us to make preliminary con-
clusionsregarding areal deformation distributioninthe
sample.

Asfollows from Fig. 5, the wavelength of the para-
sitic harmonic is 2.5 mm. This distance is much larger
than the X-ray beam width on the crystal (0.2 mm).
Note that this modulation substantially increases the
deformation gradient in some areas of the crystal across
the X-ray beam width. On the other hand, using this
modul ation, we can create a situation where the acous-
tic deformation compensates for the static deformation
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and where the total deformation becomes virtually uni-
form in a certain portion of the sample.

When ultrasound is turned on, the rocking curvesin
regions close to deformation maxima are strongly
broadened (by almost an order of magnitude at the
ultrasound amplitudes used) (Fig. 6). In regions with a
strong linear ultrasound-deformation gradient, the
rocking curve shape is asymmetric.

FWHM, arc-sec
30 T T T

25

20 -

I5F .

0 50

150 200
X coordinate, mm

100

Fig. 5. Dependence of the FWHM on the position of anillu-
minated site on the crystal and the assumed deformation
distribution in the case of a pure deformation mode.
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Fig. 6. Rocking curve for Ge(220) at different ultrasound
powers. The ultrasound intensity is indicated in percent of
the maximum power: (1) without ultrasound, (2) 40%
power, and (3) 100% power.

We detected arather interesting effect in a statically
stressed region (near the place of gluing with the piezo-
electric transducer). In this region, the rocking curve
has a triangular shape with a large haf-width when
ultrasound is turned off. If ultrasound is turned on, the
rocking curve changes its shape from an asymmetric
triangular with a half-width of 50" to an amost Gauss-
ian shape with a half-width of 15" (Fig. 7).

3.2. Stroboscopic Measurements

We performed time-resolved (stroboscopic) mea-
surements in several crystal regions with characteristic
deformation distributions. The first is a central region

Intensity, cps
12000 . . . .

9000

6000

3000

o
X

oy

i [ 19900 s)

1
-25 0 25 50 75
Angular position, arc-sec

0E=
950

Fig. 7. Effect of ultrasound on the rocking curve shape of
the Ge crystal at the place of gluing with the crystal resona-
tor: (1) without and (2) with ultrasound.
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with a quasi-uniform deformation distribution across
the beam aperture (region 1). Two other chosen regions
have a gradient deformation distribution. One of them
is near the free end (region 2), where the FWHM with-
out ultrasound is closeto the theoretical half-width. The
other region (region 3) is chosen near the place of glu-
ing to study the effect of interaction between static and
dynamic deformations. In each region, we measured a
series of rocking curves as a function of the resonator
vibration phase. The equipment used allowed usto per-
form stroboscopic measurements with a given delay.

Region 1. The rocking curves measured when an
X-ray beam passes through the center of the germa-
nium plate at various resonator vibration phases are
dlightly broadened (Fig. 8). The rocking curves mea-
sured at phases ¢ = —1v2 and 172 are shifted 20" and
+20" with respect to the rocking curve recorded at ¢ =
0. These shifts can explain the broadening of the rock-
ing curve recorded without stroboscopy.

In the germanium crystal, the Bragg condition
(more specifically, the Bragg angle) changes because of
a periodic change in the lattice parameter, and the cen-
ter of rocking curve shifts with respect to the normal
(zero) position. In this case, the maximum shift at the
center of rocking curve is 40"; the corresponding
changein the lattice parameter is0.0023 A; and the rel-
ative change is 0.11%.

Region 2. We aso carried out measurements at
three characteristic values of the vibration phase in the
region near the free end of the crystal, where a linear
deformation gradient is assumed to occur. The results
are shown in Fig. 9. The rocking curve corresponding
to azero vibration phaseisthe slightly broadened rock-
ing curve of the germanium crystal in the absence of
ultrasound vibrations. The curves corresponding to
vibration phases ¢ = —1v2 and 172 were recorded at the

Intensity, cps

3000+

2000

1000

0

256 =25 0 25 50

Angular position, arc-sec

Fig. 8. Rocking curves measured at different resonator
vibration phases. Points stand for experimental data.
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instant of maximum deformation. They have acomplex
asymmetric shape that is close to a distorted asymmet-
ric triangle. The FWHM is severa times that of the
ideal germanium crystal. An analysis of the rocking
curve suggests that, within the X-ray beam width, the
deformation is nonuniform and the gradient changesits
sign as the sign of the generator vibration phase
changes.

Region 3. Figure 10 shows rocking curves for the
same vibration phases but in the region near the bound-
ary with the piezoelectric element, where the rocking
curve of the unexcited crystal was strongly and asym-
metrically broadened because of gluing-induced
stresses. Inthisregion, asin the previous case, the ultra-
sound-induced deformation gradient is almost linear.
The curve measured at ¢ = 0, as in the previous cases,
agrees well with the curve measured without strobos-
copy. It has a double-humped shape with asmall dip at
its center and maxima spaced approximately 100"
apart. The rocking curve measured at ¢ = —172 has a
similar shape, but the intermaximum distance increases
approximately to 140". The amplitude of the higher
maximum decreases, and the amplitude of the lower
maximum increases by afactor of 1.5. The most inter-
esting effect is observed at a vibration phase ¢ = 172,
where the amplitude of the higher maximum increases
by about an order of magnitude, and the lower maxi-
mum amost disappears. The intermaximum distance
decreases to 60". An analysis of these curves suggests
that, at different signs of deformation gradients, the
ultrasound-induced dynamic deformation partly com-
pensatesfor the static deformation and that the dynamic
deformation enhances the static deformation if their
signs coincide.

4. THEORY

In our experiment, the deformation of the crystal
substantially breaks the space uniformity in the direc-
tion normal to the X-ray beam propagation direction;
therefore, the plane wave method, which is usualy
applied to calculate the angular dependences of the
X-ray intensity in the case of diffraction in ideal crys-
tals, isinvalid in this case. It should be replaced by the
general scheme developed for the calculation of X-ray
topograms or phase-contrast images (see [11, 12]). In
this scheme, a coherent radiation component is sepa-
rated in the first stage; it is the monochromatic compo-
nent of the spherical wave emitted by individual atoms
in the anode of an X-ray tube or by orbital electronsin
the case of synchrotron radiation. The propagation of
this wave along a preferred tragjectory (optical axis) is
described by Kirchhoff’s equations in space and by the
Takagi equationsin crystals. At the detector, the electric
field (amplitude) of this wave and the local intensity
(the amplitude modul us squared) depend on the coordi-
nates, and this dependence can be measured with apho-
tographic film or a position-sensitive detector. If the
detector counts all photons, the recorded dimensionless
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Fig. 9. Rocking curve measured for Ge in the Laue geome-
try at three characteristic vibration phases in the crystal
region where the ultrasound-induced deformation gradient
isalmost linear.

Intensity, cps
2500 T T T T T T T T T T
= — 2 = 0 = 2
20001 o=-mw2 | ¢ | v=v2 |
1500 B B .
1000 - - .
| _ _ LL _
0 1 1 1 Il J 1
-50 50 150 O 100 0 100

Angular position, arc-sec

Fig. 10. Rocking curve measured for Ge at three character-
istic vibration phases in the statically stressed crystal
region.

intensity (the number of photons per measurement
time) is an integral of many parameters with respect to
the coherent intensity. The differential intensity should
be integrated with respect to al wavelengths, to the
source size with allowance for the transverse position
of each atom, and to the detector window size. More-
over, we can use the Huygens—Fresnel principle and
introduce a propagator for not only space but also for a
crystal to describe the diffraction of a point source by
the crystal surface.

We have actualized this cal culation scheme, and we
will useit in our subsequent works. In thiswork, defor-
mation in the sample changes very slowly over trans-
verse distances comparable with the region of diffrac-
tion scattering of a point source located on the sample
surface (the so-called Borrmann delta). Moreover, due
to sufficiently strong absorption, the transverse size of
the diffraction region becomes even narrower. There-
fore, by making allowance for the relatively large sizes
of the source and the dlit that limits the beam in front of
the crystal, we can use the so-called “ray” approxima-
tion (not to be confused with geometrical optics used
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for coherent radiation) to ensure areasonable accuracy.
In this approximation, independent trajectories of a
coherent X-ray beam in space are considered for each
wavelength and each transverse coordinate (point) in
the source; when this beam enters the crystal, it is dif-
fracted by alocal region in the crystal as a plane wave.

The result of diffraction of such a local coherent
X-ray beam that meets a crystal monochromator and a
sampleisafunction R(A6(s)) that describestherocking
curve. This function is dimensionless and presents the
convolution of the reflection curves of the monochro-
mator and sample with allowance for the local misfit of
the | attice parameters and the angular positions of these
two crystals. It is important that this function is inde-
pendent of the incident-radiation frequency for a dis-
persion-free scheme. More specifically, the argument is
the difference in the Bragg angles in the sample and
monochromator, which depends on the coordinate of
the incident beam on the sample, since the Bragg angle
depends on the coordinate along the plate surface due
to adeformation in the sample. In this approach, al the
coherent properties of the radiation enter in this func-
tion, and various trajectories of the “rays’ that corre-
spond to different source points, different frequencies,
and different detector coordinates are assumed to be
incoherent.

For simplicity, instead of a coordinate x on the crys-
tal, we use a coordinate s on the dit located in front of
the crystal. These coordinates are related by aray tra-
jectory and are at the opposite ends of the trajectory
from the dit to the crystal. Since the dit is usually
located normal to the optical axis, we have

s = C,xcosBg,

where C, is the coefficient that is dightly lower than
unity and is equal to the ratio of the source-dlit to
source—crystal distance along the ray trajectory. Thus,
we obtain

AB(s) = A8, —(Ad(s)/d)tanBg,

where A, is the angle of rotation of the sample about
the monochromator; in other words, thisis a parameter
that changesin experiment. On the other hand, Ad(s) is
the change in the interplanar spacing in the sample as
compared to the monochromator. This parameter
depends on the crystal deformation, and it isnot known
in advance.

We introduce a dimensionless normalized function
B(dg) to describe the spectral line of the X-ray source as
afunction of &z = AE/E, where E is the photon energy.
For simplicity, we approximate the dlit and source by
rectangles of widths Sand P, respectively, located nor-
mal to the trajectory, and the coordinate on the source
is denoted by p. Each trajectory begins at a point p on
the source and endsin apoint sonthedlit. Inthemiddle
section, thetragjectory changesits direction upon reflec-
tion by the monochromator, and the point of reflection
by the monochromator depends on the photon fre-
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guency. Reflection occurs in a very narrow region,
which serves asabasisfor applying the ray approxima-
tion. Having passed through the dlit, the beam broadens
substantially after Laue diffraction in the crystal; how-
ever, this is not important for us, since the detector
records the integrated intensity. The only important
parameter is the trgjectory coordinate in the crystal.
When considering all possible coordinates for the sig-
nal measured experimentally, we obtain the formula

P/2 S/2 00

1(88c) = 1, [ dp [ ds [ dBcB(3e)

P2 -S2 -

x 3(S— p — Lgde) R(AB(S)).

Here, the left-hand side contains the dimensionless
integrated intensity (the number of photons); &(x) isthe
delta function; Lg = LtanBg, where L is the source—
sample distance; and |, is the differential intensity of
the incident radiation per unit transverse source length
for the whole spectral line width. Like the delta func-
tion, this integrated intensity has the dimension of
reciprocal length. Note that, in the absence of deforma-
tion, al integrals only give the coefficient of propor-
tionality, and the result is equal to 1,PR(AB,).

In our case, a certain simplification can be made,
since the R(AB(s)) function is independent of both the
source coordinate and the photon energy. Due to the
presence of the delta function, one integral is easily
computed, and the result can be written in the form

(D

S/2
1(AB,) = I,Lg J' dsF(s)R(AB(s)),
o (2)
F(s) = Ide((s—p)/LB)-
—-P/2

Formulas (1) and (2) have common features, and the
result depends substantially on the source and dlit sizes
viathe F(s) weight function.

In our case, P/2 =92 =100 um and Lg = 11.4 cm.
Thus, for the center of the dlit (s = 0), the maximum
argument of the function under the integral taken over
the source coordinates is equa to 103, This vaue
should be compared with the half-width of the MoK,
spectral line used in the experiment, which is equal to
3 x10#[13]. It isobviousthat, at these parameters, the
F(s) function is equal to the integrated value of the
spectral function virtually throughout the whole dlit
width, and it only halves at the dit edges. To a first
approximation, we may neglect its shape and change it
into unity; then, we have

S/2
1(86c) = 1, [ dsR(AG(S). 3)

-S/2
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With thisformula, we can rather ssimply interpret the
experimental curves. The reflection intensity upon dif-
fraction is independent of both the radiation wave-
length and the position of a point source, and it is only
specified by the local difference in the Bragg anglesin
the crystal and monochromator. The summation of the
local reflection coefficients does not depend on the tra-
jectory of acertainray, and it isonly determined by the
total illumination of each point inside the dit (and,
hence, on the crystal surface). This illumination is vir-
tually uniforminside the space limited by the dlit. If the
deformation is uniform inside the beam width, the
experimental curve should be equal to the curve of the
ideal crystal and the peak position can shift if the defor-
mation isnonzero. Thisexperimental result seemsto be
obvious. If the deformation is nonuniform inside the
beam width, we have to integrate the reflection inten-
sity with respect to the beam width by making allow-
ancefor thelocal differencein the Bragg angles at each
point.

The experiment shows that some curves have a
width well above the width of thereflection curve of the
undeformed crystal. In terms of the theoretical model
proposed, this meansthat the deformation in the sample
changes sufficiently strongly inside the beam width, so
that the region of achanged Bragg angleis significantly
larger than the width of the R(AB8) function. When ana-
lyzing such curves, we may neglect the width of the
R(AB) function and replace it by the R,d(A8) function,
where R, is the integral of the reflection curve of the
undeformed crystal. From a physical standpoint, this
means that only the part of the beam width having the
corresponding Bragg angles is reflected rather than the
whole beam width. Thereal intensity for every angle of
crystal rotation is determined by the width of this part.
Assuming that the deformation gradient inside the
beam width does not change its sign and using this
approximation, we obtain the simple formulas

t = (Ad/d)tanBg = AB,, ds/dt = CI(t), (4)
where C is a normalizing constant to be easily deter-
mined from the sizes of the angular and spatial regions.

Thet parameter specifies the local deformation, and
the t(s) function describes the desired deformation pro-
file within the beam width. In real practice, we first
determine

s(t) = ~S/2+ Cfxi (x),

to

ty -1 (5)
C SD dxl ( E
= xI(xX)D ,
o0
wheret, and t, are the boundaries of the angular region

with a noticeable intensity between two pronounced
slopes. The desired t(s) function can readily be deter-
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Fig. 11. Deformation profiles calculated from the experi-
mental datafor the region near the place of gluing with the
resonator (see Fig. 10).

mined graphically. It directly demonstrates an interpla-
nar-spacing profile in the beam width.

This simple model is found to reliably reconstruct a
deformation profile within the beam width from an
experimental curve. The experimental curves obtained
in region 3 (Fig. 10) satisfy the conditions of its appli-
cability best of al. Figure 11 shows three curves dem-
onstrating such deformation profiles. The deformation
was determined from the angular position of the crystal,
and the zero mark was set at the same accuracy. The
argument is the position of a point in the illuminated
area. The upper curve was calculated by Egs. (4) and
(5) from the experimental curve for a phase ¢ = —17/2,
and the middle curve, from the curve for aphase ¢ = 0.
It is obvious that, in the second case, the crystal has
only a static deformation, whereas, in the first case, an
ultrasonic deformation is superimposed on the static
deformation. Both deformations have the same sign,
which increases the | attice deformation.

Note that the purely ultrasonic deformation can be
obtained by the subtraction of the lower curve from the
upper curve. For a phase ¢ = 172, the result obtained
should be subtracted from the purely static deforma-
tion. The lower curvein Fig. 11 is obtained as a result
of this subtraction. It is seen to have an aimost flat long
segment in the region of zero deformation. Therefore,
thisregion should correspond to a sharp reflection peak
with a width close to the width of the reflection curve
of the undeformed crystal. This behavior was detected
inthe experiment (see Fig. 10). Thus, the compensation
of static and dynamic deformations can be described in
terms of the model proposed despite the fact that the
assumption of aweakly changing deformation within a
dynamic diffraction region lies on the boundary of
applicability.
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Theoretical analysis supports the assumption that,
apart from the fundamental ong-wave harmonic, a par-
asitic harmonic with a smaller spatial period is excited
in the crystal.

5. CONCLUSIONS

We were the first to experimentally show the possi-
bility of both uniform and gradient periodic time mod-
ulation of the lattice parameter by long-wave ultra-
sound. Thispossibility allowed usto electronically con-
trol the angular position and the spatial structure of an
X-ray beam. When ultrasound is excited in acomposite
resonator with a thin sample to be measured, we
detected a parasitic deformation with a significantly
smaller period. This issue has to be studied in more
detail. The static deformation was shown to be compen-
sated for by an ultrasound-induced dynamic deforma-
tion in the crystal.

We developed a simple theoretical model for X-ray
diffraction by a crystal with a spatially nonuniform
deformation that is induced by a long-wave ultrasonic
wave along the sample surface. Using this model, we
described the experimental curves even in the case
where deformation changes relatively rapidly.
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Abstract—We have constructed a theory of dispersion polaritons (localized electromagnetic waves) on arbi-
trarily oriented metallized surfaces of optically uniaxia crystals. The domain of existence of polaritons is
defined by the following inegqualities for permittivities €, and €, of the crystal and the angle 8 between the opti-

cal axisand the surface: —eetan29 <¢g,<0. Thus, polaritonsexist only in the range of wave frequencies w ensur-
ing negative values of g,(w) for €, > 0. The frequency boundaries of this region are specified for the case when
the g,(w) dependence corresponds to the model of asingle polar excitation. The azimuthal orientation ¢ of the
optical axis projection onto the surface does not appear in the criterion for polariton existence, but affects
(together with angle 8) its main dispersion characteristics, such as the refractive index and partial wave local-
ization parameters. This effect isanalytically described in detail. Anomaliesin the behavior of polariton param-
etersare studied in the vicinity of the boundaries of the domain of its existence, where the wave fields are espe-
cialy sensitiveto variationsin the angles 6 and ¢. It is shown that a polariton in the plane of propagation (sag-
ittal plane) passing through the optical axisistransformed into a one-partial bulk wave satisfying the boundary
conditions. Accordingly, the wave branch under investigation for close orientations (when the optical axisforms
a small angle with the sagittal plane) describes deeply penetrating (quasi-bulk) polaritons. © 2005 Pleiades

Publishing, Inc.

1. INTRODUCTION

It is well known [1-6] that localized electromag-
netic waves (polaritons) can propagate under certain
conditions along certain directions on the surface of a
crystal in contact with an isotropic dielectric. Such
modes appear due to strong frequency dispersion of the
crystal permittivity tensor € in the vicinity of certain
resonance states [1-3], for which the tensor compo-
nents of € (w) can be negative. It was shown in [4-6],
however, that surface polaritons can also exist in crys-
tals (owing to dielectric anisotropy) in an ordinary dis-
persion-free version, when tensor € is positive definite
and weakly depends on the wave frequency .

A meta coating deposited on the crystal surface
serves as a reflecting screen confining the electromag-
netic field in the crystal. In accordance with the general
theory [7], dispersion-free polaritons in principle can-
not exist in this case. We will demonstrate here that this
prohibition on the existence of polaritons at a metal-
lized surface can be removed if we do not impose the

condition of positive definiteness of tensor € (i.e., we
consider the situation when components of € (w) can
assume negative values).

The theory of localized electromagnetic waves on
the " open” surface of acrystal in contact with a dielec-
tricisusually quite cumbersome even for uniaxial crys-

tal and permits analytic solutionsonly for preferred sym-
metric orientations of the surface and directions of prop-
agation (see, for example, [3, 5, 6]). It turned out that the
theory of surface polaritons at a metallized boundary of
auniaxia crystal issimpler from the mathematical point
of view and can be constructed in ageneral analytic form
for an arbitrary geometry of the problem.

In this paper, we determine the conditions for prop-
agation of such polaritonsin optically uniaxial crystals
and establish the domain of their existence, which is
defined by certain relations between the components of

€ and the angle 6 between the optical axis and the sur-
face. It isimportant that the azimuthal orientation ¢ of
the optical axis projection onto the surface plane does
not appear in the criterion for the emergence of such
polaritons. Nevertheless, the main parameters of a
polariton naturally depend on the azimuth. The orienta-
tion dependences of polariton characteristics, aswell as
the properties of polaritons near the boundaries of the
domain of their existence, will be studied analytically
in detail. The boundaries of this domain will be speci-
fied for the case when the dispersion branch €,(w) of the
ordinary wave corresponds to the model of a single
polar excitation.

It will be shown that the polariton considered hereis
transformed into an exceptional bulk wave in the spe-
cia case when the optical axis of the crystal is parallel
to the sagittal plane defined by the set m and n of the
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Sagittal
plane

An Optical axis

Fig. 1. System of coordinates xyz and orientation of the
optical axisc of the crystal relative to this system.

direction of propagation and the normal to the surface.
In the vicinity of this orientation, when the angle
between the optical axis and the sagittal planeis small,
weak localization of the wave is observed; i.e, the
polariton becomes a quasi-bulk mode. Analogoustrans-
formations of exceptional bulk waves into quasi-bulk
waves are well known in crystal acoustics[8, 9].

2. FORMULATION OF THE PROBLEM

Let us consider a semi-infinite optically uniaxial
medium with an arbitrarily oriented metallized bound-
ary. We choose the Cartesian system of coordinates
with the y axis directed along the inward normal n to
the surface and the x axis directed along the propaga-
tion vector m. In this case, the xy plane coincides with
the sagittal plane of the wave and the xz plane coincides
with the crystal surface (Fig. 1). In this system of coor-
dinates, the orientation of the optical axis defined by
unit vector c is defined by two angles (6 and ¢).

The wave fields studied here can be represented as a
superposition of two partial (ordinary and extraordi-
nary) components. Subscripts “0” and “€’ mark the
corresponding wave parameters. In the genera case,
the structure of such fields has the form

O O
DE(x, y,t)D
OH(x vy, t)0

0+ C.O

Eo(y)E eD Ee(y) %
OH(y) D

0. O
= [CoO N
0 O

x exp[ik(x—vt)],

0 0
O 0 g©
EHOME =C . Hexp(—aoky),

o(y) DHO O

2

0 00
JEMWE . 0ES O

exp[(ip—qe)ky].
OH(O  Bref
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Here, E and H are the electric and magnetic field
strengths, respectively; k is the common x component
of the wavevectors of the ordinary and extraordinary
partial waves (k = k, - m = k., - m); v = wlk is the
reduced phase velocity of the wave; and C, and C, are
the amplitude factors determined from the boundary
conditions. Complex wavevectors k, and k. appearing
in formulas (1) and (2) differ only in the components
normal to the surface:

Ko = k(1,100,0), ke = k(1 p+ig.0). (3
For our purposes, it is more convenient to use the cor-
responding dimensionless refractive vectors

n, = ky/ky = n(1,iq,, 0),

_ _ . (4)
N, = kKJ/ky = n(1, p+iq 0).
Here, k, = w/c, where c is the velocity of light in vac-
uum, and n = k/k, = ¢/v is the dimensionless slowness
of the wave, which is also known as the refractive
index.

Parameters q,, g., and p appearing in Egs. (2)—4)
depend both on the material characteristics of the crys-
tal (¢, and €.) and on the orientation of the unit vector
of optical axis ¢ = (¢, C,, C;) relative to the surface.
Using general relations in the optics of uniaxial crys-
tals[10-12], we can easily obtain these dependencesin
explicit form,

2 _ & 2 _ 0B 1€
=1-22 = Ub 2l
qo n21 qe QOA nZDA’ (5)
- (Eo_ee)cch
€A
where the following notation has been introduced:
- 2, 10
A=1-cH+ pay
(6)

3
B=1-ci(l1+k), K = —8—0.

e

The value of refractive index n appearing in expres-
sions (5) must be determined from the boundary condi-
tions. According to[10], aspecific feature of the bound-
ary conditions for a crystal with ametallized surfaceis
that the tangential el ectric field components E; vanish at
the surface:

Eilow = O ©)

This relation automatically implies that the normal
components of magnetic field H and Poynting’s vector
P = E x H also vanish at the surface:

Hnlsurf = 0’ Pnlsurf = 0. (8)
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DISPERSION POLARITONS ON METALLIZED SURFACES

3. DISPERSION RELATION AND DOMAIN
OF EXISTENCE OF POLARITONS

For an arbitrary orientation of the optical axisrela-
tivetothe crystal surface, the vector amplitudes of elec-
tric and magnetic fields can be written in the following
specific form [10-12]:

EE&O)Ez_l_D Ny X C E
SHOH  MOngx(ngxc)d
9
EE(eO)E - Ec_ne(nelzt)/eo%
EHéO)E 0 NeXC 0

Taking into account these relations, we can reduce
boundary conditions (7) and (8) for superposition (1) and
(2) of the ordinary and extraordinary waves under
investigation to the equation

0. [l
ig,C; —C C Oc O
1%Es N 3 EDC"D =0, (10
0 10,Ca/N° gC; +i0eCale, ol Ce U
where the function
_ 1 1
g(n) = EA
has been introduced. Nonzero amplitudes C, ,
—ig,c i+ C
C. = _|_92_£___2(;0’ (12)
Cs

exist if the determinant of the matrix in Eqg. (10)
vanishes:

f(n) = %(n)cl + iqein)czg

(13)
x (C—iGe(n)c)n” +ige(n)cs = 0.

In the complex dispersion equation (13), the real and
imaginary parts must vanish simultaneously:

S— 1/A_ qo(s)qe(s) = 01

14
[S(1-¢5) —Ci/Algo(s) + ¢; = O. 4
For brevity, we introduced the notation s = g,/n?. After
cumbersome calculations, we can prove that the prob-
lem is not overdetermined and each equation in (14)
can be reduced to the same real quadratic equation in
unknown s. An analogous result has been obtained in
the general theory of surface polaritonsin crystals with
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positive definite € [7, 13, 14]. Theroots of the resultant
equation have the form

_ A+CET

S, = ——. (15)
T 2A(1-c)

In this expression, radical r > 0 is defined by the rela-
tion

2 = (A+)’ —4A(L-)(1-cD)
2,2 2 2 (16)
= (A_Cl) _4ACZC3.

The sought localized wave fields can correspond to
only those roots s, in relation (15) which ensure posi-
tive values of parameters n?, q,, and g,. For such roots,
theinitial system of equations (14) issolvableif theine-
qualities

2
1 1 ¢
—_<g< =
ASS Ac?+ 2 (17

which are compatible only for A < 0, hold. It can be

seen from formula (16) that |A + cf |<rinthiscaseaso;

consequently, only root s, from the two roots (15) is neg-
ative and can satisfy system of inequdlities (17). Hence,
the dispersion of a polariton in the domain of its exist-
ence is defined by the equation

go(A+Co—T)
2(l—c§) '

2

_ & _
n s (18)

To find this domain, we note that the negative value
of theroot s, = /n? < 0 leadsto the necessary condition
for the existence of a polariton:

€,<0. (29)
On the other hand, taking into account relations (6), we

note that the inequality A < O is equivalent to the
requirement

£ c
0<k=—2<—2_=tane,

(20)

where 6 is the angle of inclination of the optical axis
(see Fig. 1). It follows from relation (20) that, in addi-
tion to necessary negativeness of component ¢, (19),
positiveness of €, should also be ensured for the exist-
ence of a polariton:

£,>0. (21)

The system of inequalities (19)—<21) defining the
domain of existence of polaritons can be represented in
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Fig. 2. Schematic diagram of dispersion curves (¢, 6), g«(¢, 6), and n(¢, 6) for fixed val ues of 8 (marked by arrows) infour regions

of the polariton domain for 6y < 6 < V2.

amore compact form:

—eetan26 <g,<0. (22

4. DEPENDENCE OF POLARITON PARAMETERS
ON THE OPTICAL AXIS ORIENTATION

It isinteresting to note that domain (22) of admissi-
ble variations of the parameters of the medium depends
only on angle 6 between the optical axisand the surface
and not on its azimuth ¢ (see Fig. 1). This naturally
does not rule out the azimuthal dependence of themain
polariton characteristics such as refractive index n (18)
and localization parameters g, and . (5):

2 2
- A+ci+r
q(2):1_2(1 2C3) - 1- 1 .
A+ci—r 2A(1-cy)
s o2 . (23)
+Ci+r
2= %B—lz - B0
KA‘D2(1-c;) O
Taking into account (6) and the explicit relation of the
components of vector ¢ with spherical angles 6 and ¢
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(seeFig. 1)
¢ = (¢4, Cy, C3) = (cosBcosd, sinb, cosBsing), (24)

it can easily be verified that al functions n(¢, 6),
0o(9, 6), and g.(¢, 6), when plotted aspolar diagramsin
¢ for afixed 6, are symmetric about straight lines¢ =0
and ¢ = 172; consequently, the complete pattern of the
behavior of these functions in any cross sections 8 =
const isfully characterized by aninterval of 0< ¢ < 172.
If we use conventional plots of these functions of argu-
ment ¢ in the given interval instead of polar diagrams
for mapping the above-mentioned azimuthal depen-
dences, these plots must have horizontal tangents at the
ends of this interval since their first derivatives with
respect to ¢ are proportional to sin2¢. For any fixed
angle 6, function n(¢, 8) increases monotonically,
while function g,(¢, 6) decreases monotonically in the
interval 0 < ¢ < 172 (see Fig. 2), remaining, however,
greater than unity (see Egs. (5)):

0,2 1. (25)

The behavior of the function g.(¢, 8) is as follows,
for ¢ =0, irrespective of the value of 8, we have

0.(0,8) = 0. (26)
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Inthesameinterval 0< ¢ < 12, function g.(¢, 0) at 6 =
const can exhibit different modes of behavior depend-
ing on the range in which angle 0 falls. In the domain
of polariton existence (22), we must distinguish
between four such regions (Fig. 2):

(1) 6,<6<6,, (Il)B,<6<8H,,

27
(1) 6,<6<86;, (IV) 03<6<172,
whose boundaries are determined by the relations
8, = arctan/k, O, = arctan, /K, (28
0, = arctan./k,, O, = arctan./2k + 1,
where
_1 2
Ky = Z(3K —1+ 49"+ 10K +1),
(29)

K, = %(3K +2+ 9K + 4k + 4).

For angles of inclination 8 belonging to regions I, |1,
and IV, function g.(¢, 6) increases monotonically with
angle ¢, while for values of 0 fixed in region Il1, this
function only does not decrease monotonically, having
a “cubic” point of zero dope for the azimuth ¢.(8)
defined by the equation

sind, = 2sinB[1 + (2k) (1 —tan’0)] 2. (30)
In other words, two derivatives of function g.(¢, 8) with
respect to ¢ must vanish simultaneously at point ¢,

(i.e, 9z (9., 6) = g (¢, B) = 0), and the function must

exhibit a very low sensitivity to variations of ¢ in the
vicinity of angle ¢, (see Fig. 2):

0e(9,0) = (D, B) + A (9 —0.)°, A>0.  (31)
With increasing angle 6, the position of point of inflec-
tion ¢ (30) inregion 11 shifts from the right to the left
end of theinterval 0< ¢ < 172

It should be noted that curves g,(¢) and g.(¢) inter-
sect only for angles 8 fixed in region | (i.e, for ¢ =
0.(9); seeFig. 2):

cos20,, = (1+sn’0)(1—k 'tan’8).  (32)
Asthe value of angle 8 increasesin interval |, the posi-
tion of the azimuth of intersection ¢ (32) changes
from ¢, = 174 to V2.
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Let usintroduce the total azimuthal dispersions for
polariton localization parameters g,(¢, 8) and g.(¢, )
for afixed value of 0:

A6o(6) = 0o(0, ) ~ o, €5

= o gd_ = . 8

AQe(0) = Qe 87-0:(0,8) = Qe G-

On the basis of Egs. (23), we can easily verify that al
functions q,(0, 8), q,(1Tv2, 8), and Aq,(8), as well as
AQ(B) = q1v2, B), decrease monotonically with
increasing angle 0 in the domain of polariton existence.
In the same interval, functions n(0, 6) and n(1v2, B)
increase monotonically in accordance with Egs. (5),
whilethe difference An(8) = n(172, 8) —n(0, 6) does not
exhibit monotonicity since it vanishes both at the left
and right ends of theinterval 8, < 6 < 172 (see Fig. 2).

5. SOLUTIONS IN THE VICINITY
OF DOMAIN BOUNDARIES

The boundaries of the polariton domain (22) are
defined by the relations

€ = —setanze, g, = 0. (33)

Let us consider in greater detail the behavior of the
main polariton parameters in the vicinity of these
boundaries.

5.1. Neighborhood of the Lower Boundary
The lower boundary for €, in inequality (22) corre-
spondsto the limiting value A = 0 which, in accordance
with relations (6) and (20), fixes the slope 6 = 6,

tanze0 = K =—¢,/g,, (34

preserving arbitrariness in azimuth ¢. Precisely at this
boundary, the polariton is obviously absent since the
refractive index vanishes (n=0) for A= 0in accordance
with relations (16) and (18). In other words, k = O,
which “suppresses’ the stationary wave field (1) prop-
agating parallel to the surface. However, in accordance
with the theory devel oped here, the polariton must exist
in any small neighborhood of boundary (34), albeit
with quite peculiar properties.

For asmall but nonzero A (|A] << 1), dispersion equa-
tion (18) can be simplified so that it assumes the form

(35

However, localization parameters g, and g, have differ-
ent forms depending on the additional relation between

|A] and Cf, i.e., intwo limiting cases

2 2
n"=-¢,/q,.

(1) 0<-A<ci, (2)0<-A<1, ci<1. (36)
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(1) Thislimiting case is equivalent to the condition

(37)

In such sections of the crystal, a surface polariton is
characterized by the parameters

0<tan’f—K < KCOSZCIJ.

q2~ Cf _ coszq)
0~_ _ 2 - —A
A(1-c) (39)
zwcoszq) > 1+K,
tan"6 — K
@ Cs _ 1 sin'd
T N
—Aci(1-c)) ~Acosd 39)

_K(1+k) sin’¢
tan’0 — KCOSZ(I)

It can be seen from relation (38) that the localization
parameter of the ordinary component in the given lim-
iting case (37) is automatically large. In accordance
with relations (38) and (39), in this case we have

G/ = tan’¢. (40)

Consequently, the localization of the extraordinary par-
tial wave can be smaller or larger than that of the ordi-
nary wave depending on azimuth ¢.

When angle ¢ in formula (40) approaches 172 with-
out violating condition (37) so that 1 < q, < Q,, the
polariton isfound to be strongly localized and one-par-
tial dmost everywhere and is characterized by parame-
ters of the ordinary component. However, because the
product g,c; inrelation (12) can be either small or large
inthis case, we can state that the surface structure of the
polariton becomes anomalously sensitive to small vari-
ations in the orientation of vector ¢ in the vicinity of
0=0y ¢ =2

If, however, azimuth ¢ in relation (40) is close to
zero (i.e., the optical axis forms a small angle with the
sagittal plane), the opposite situation takes place: g, >
e, in this case, the polariton is mainly determined by
the extraordinary partial wave and its localization can
be controlled arbitrarily by choosing angle ¢. In partic-
ular, parameter g, can be chosen arbitrarily small and
even equal to zero, which correspondsto abulk (nonlo-
calized) polariton. This case will be considered sepa-
rately at alater stage.

(2) The other limiting case in (36) is defined by the
system of inequalities

2
tan"0 —k
—<
K(1+K) L

2
cos ¢ < 1.
1+kK

(41)
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The corresponding expressions for the localization
parameters have the form

2 G K K(1+k)
- 27 2 2 J
—Ac; sSin"¢tan"0—k

2_ ClCo _ sindk(1+K)*?

TRk Hare -0

In this case, their ratio has a much more complex form
than simple formula (40):

(42)

G _ (EN’ O CK(L+K)T¥
Q% Uk U Oate_d -

It can be seen from relations (41)—(43) that subsequent
analysis is determined to a considerable extent by the
value of parameter K. If we disregard for the time being
the region of small values of k corresponding to thevicin-
ity of the upper boundary of the polariton domain (22)
(ec — 0), which will be considered separately (see
Section 5.2), two possibilitiesremain: K ~1and kK > 1.

For Kk ~ 1, the second inequality in system (41) can
be ensured only for small values of cos’d (i.e,
sin’¢ ~1). Obviously, both localization parameters
must be large in this case and, additionally, g. > ¢, in
theimmediate vicinity of the boundary (6 — 6,); i.e.,
the pattern is qualitatively analogousto that observedin
thefirst case for ¢ = 172.

In the limiting case of kK > 1, the second inequality
in (41) is observed for any angle ¢; parameter g, isuni-
versally large, while the value of g, can be either large
or small. For g, < q,, the polariton is mainly deter-
mined by the extraordinary partial wave and the depth
of its penetration can be controlled arbitrarily by the
choice of the section of the surface determining azi-
muth ¢. For g, > g, > 1, the ordinary component plays
the major role; however, it is strongly localized for any
angle ¢.

(43)

5.2. Neighborhood of the Upper Boundary
The upper boundary €, = 0 of the polariton domain
corresponds to the limiting values

K—>0, —A—»o, KA—» —C-. (44)

Substituting these relations into Egs. (18) and (23), we

can easily obtain the main parameters of the corre-

sponding limiting polariton:
n = €e

= — (45)
1+ cot’® coszcb

0% =1, Q. =0.

Thus, the limiting polariton considered here is com-
pletely delocalized with respect to one (extraordinary)
component for any orientation of the optical axis. Obvi-
ously, the corresponding wave branch acquires weak
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localization in the vicinity of this boundary, becoming
aquasi-bulk wave.

6. EXCEPTIONAL BULK WAVE
AND A QUASI-BULK POLARITON

Thus, the above system of dispersion relations per-
mits delocalized solutions: bulk waves with a compo-
nent characterized by zero localization parameter may
in principle propagate along some surfaces and direc-
tions.

In accordance with relation (26), the condition of
delocalization of the extraordinary component (g, = 0)
in the entire region of (22) isautomatically satisfied for
¢ = 0, which corresponds to the choice of the sagittal
plane parallel to the optical axis. In contrast to two-par-
tial solution (45), such a bulk wave is one-partial in
principle since, in accordance with relation (12), C,# 0
and C, = 0 for ¢; = cosBsind = 0. For the wave under
investigation, we have

c = (cosB, snB,0), n. = (1, p,0)n, (46)

(e,—€,)SIN26
2

n’ = g,c05°0 + .50, p = . (47)

The vector amplitude of thiswavein termsof relations (1)
and (2) hastheform

| (O)D
OB’ 0 - 5(0,1,0)/nH

: (48)
Hu@d 0 (0,01 O

The bulk solution considered here belongs to the
continuous branch of polaritons; it emergesin the limit
for ¢ = 0. Consequently, for a small perturbation of ¢,
it obviously must be transformed into a weakly local-
ized quasi-bulk polariton. Indeed, let us introduce a

small parameter ¢, (c§ < 1) that draws the optical axis

from the sagittal plane. In this case, thewavefield com-
ponents (48) of abulk wave change in proportion to c;,
while theinitial parameters n and p (47) change in pro-

portion to cg. The initially zero component ¢, deter-

mining the wave field localization now becomes non-
zero:

2
_ CK ——
Je = T=WE—&.

on (49)

In addition, for the above perturbation, the extraordi-
nary wave with asmall amplitude (C, ~ ¢;C,) issupple-
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mented with an ordinary partial wave with the para-
meters

r.lo = (Liqo’ O)n, Qo = C_2 E€e— &y, (50)
O 0O :
gEY T _ n(lqocl—CZ)% (0,0, 1) E (51)
%Hgmg €C  [(igy, -1, 0)n0l

In the domain of surface polaritons specified by con-
dition (22), when g, < 0, extraordinary wave (46)—48)
isasingle bulk wave. In this region, the bulk ordinary
wave isimpossible in principle since g, = 1 (25) in all
Cases.

At the sametime, in the region outside domain (22),
where g, > 0, the bulk extraordinary wave (46)—(48)
continues to exist. In addition, another bulk wave, viz.,
an ordinary wave, exists outside region (22). Thisis a
one-partial wave satisfying the boundary conditions at
the metallized surface in the case when the optical axis
of the crystal is parald to this surface: 8 = 0. In this
case, the optical axis can form an arbitrary angle ¢ with
the direction of propagation. For this wave, we have

c = (cosd, 0,sind), n,=(1,0,0)n, n’=¢,, (52

and the polarization is determined by relation (48), in
which the indices should be changed (e — 0). It is
important that this bulk mode does not transform into a
“guasi-bulk” polariton as the optical axis dightly devi-
ates from the surface plane, but either disappears or
becomes awave field component in the refl ection prob-
lem (depending on the relative values of €, and €,). In
the limit of an isotropic medium (e, =¢€,> 0, p=0), the
expressions for n, (46) and n? (47) coincide with the
corresponding relations (52). This means that the bulk
wave described by formulas (48) and (52) can propa-
gatein an arbitrary direction along the plane surface of
an isotropic solid.

7. FREQUENCY DISPERSION
IN MODEL DESCRIPTION

In the following analysis, we will use a simple
model of an isolated polar excitation [2, 15], assuming
that function €,(w) is described by the formula

aWro
03%0 —W
Here, aisthe oscillator force and wyq is the frequency
of transverse optical (TO) phonons, for which

€o(Wro 1 0) = Foo.

For simplicity, we assume that €, = const > 0. In the
model under investigation, the frequency domain of

€ = £+ (53)

>

No. 5 2005



786

W o >
0)
] 1
T 1 1 1 1 1 1 1 1 T
0 76 Y3 72

Fig. 3. Domain of surface polaritonsin the w vs. 8 coordi-
nates (hatched) in the model of asingle polar excitation (we
assume that €,,/a = 1.2 and e/a = 1.8).

polaritons can easily be determined. Substituting rela-
tion (53) into (22), we obtain

(54)

Here, w, o isthe frequency of longitudinal optical (LO)
phonons, for which g,(w, o) = 0. This frequency corre-
sponds to the upper boundary of the region of negative
values of ¢,. It is essentia that the lower frequency

boundary @ of the polariton domain (54) depend on the
angle 6 formed by the optical axis with the surface
(Fig. 3).

For 8 —= 0, expression for @ (0) coincideswith the
L O phonon frequency (@ = w, o) so that the lower fre-
guency boundary of the polariton domain approaches
the upper boundary upon a decrease in the angle
between the optical axis and the surface, and the fre-
quency interval in which it can propagate vanishes. On
the contrary, for an optical axis oriented orthogonally to
the surface (8 = 172), the frequency domain of polari-
tonsisthe broadest (wro < W< Wy ). IN other words, the
larger the angle of inclination 6, the broader the fre-
guency domain of polaritons (see Fig. 3). On the other
hand, the same figure shows that the higher the fre-
guency w in the interval (54), the larger the admissible
range of variation of angle 6.
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Let us consider typical examples of characteristic
frequencies determining the domain (54) of polaritonsin
optically uniaxial media. Thus, in accordance with [2],
Wro = 769 cm™ and w, o = 832 cm for a-LilO; crys-
talsand wro =431 cm and wy o = 450 cmr* for LiNbO4
crystals.

8. DISCUSSION

The above analysis was based on the assumption
that metallization of the surface ensures complete con-
finement of electromagnetic fieldsin the crystal. Thisis
so aslong asthethickness h of the metallic coating con-
siderably exceeds the characteristic depth d of wave
field penetration in the crystal (h> d). Itiswell known
that depth d isthe smaller, the larger the imaginary part
of the refractive index of the metal (corresponding esti-
mates for many metals are given in [16]). For example,
the penetration depth for copper isd=6.2 x 108 cm for
awavelength of A = 10° cm (ultraviolet range), while
d= 6.2 x 107 cm for A = 1072 (infrared range); i.e.,
d < A. Thus, the condition h > d can easily berealized.
At the sametime, if the thickness of the coating is com-
parable to the penetration depth (h ~ d), such a coating
becomes transparent for wave fields (specific features
of such a situation are considered in [17]).

In the absence of metallization of the surface, the
geometry and condition for propagation of localized
wave fields radically differ from the situation consid-
ered above. In this case, a surface polariton in the crys-
tal is accompanied by alocalized wave in the contact-
ing medium on the other side of the interface. It was
noted in the Introduction that the theory of such polari-
tons becomes much more cumbersome and, in contrast
to the case considered here, does not permit simple ana-
Iytic solutions for general position orientations. This
naturally does not imply that the corresponding condi-
tions for the existence of localized natural waves in
such media are more stringent than for crystals with
metallized surfaces. On the contrary, dispersionless
localized solutions[5, 6] can exist in uniaxial (and even
biaxial) crystalsalong with dispersion polaritons[3] for
positive components of the crystal permittivity exhibit-
ing a weak dependence on frequency. For example,
according to [5], an entire sector of allowed directions
of propagation of dispersionless surface waves exists
on the surface of auniaxial crystal, which is parallel to
the optical axis (6 =0) providedthate,>€>¢,>0(cis
the permittivity of the contacting medium). It was
shown above that such solutions do not exist on a met-
allized surface.
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Abstract—A theoretical analysisis presented of the effect of correlation between fluctuations of laser pulse
amplitudes on population transfer between the states of athree-level atom coupled by the laser field. The carrier

frequencies of the pulses are tuned to resonance with the transitions between the ground and excited states, |10
and |20] and the excited and metastable states, [2(0and [3[]in a lambda-type configuration. The laser pulses are
timed so that popul ation transfer between states |1Cand |300s made possible by stimulated Raman adiabatic pas-

sage (STIRAP) in the absence of fluctuations. STIRAP does not occur when the laser fields are not correlated.

When the fluctuations of one pulse amplitude duplicate those of the other, STIRAP can be observed for pulse
amplitudes larger than those required in the absence of fluctuations. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

One promising method for control of internal states
of atoms and molecules is stimulated Raman adiabatic
passage (STIRAP), which has been the subject of
numerous theoretical and experimental studies (e.g.,
see thereview in [1]). This phenomenon is observed in
an atom or molecule interacting with two temporally
overlapping laser pulses. (In what follows, an atom or
moleculeisreferred to asan atom.) Inthe simplest case,
STIRAP can be described by analyzing the three-level
atom schematized in Fig. 1 (lambda-configuration). Ini-
tialy, theatomisin astable or metastable state |LLJ The
pump pulse couplesthis state to an excited state [2[Jand
the latter isthen coupled to ametastabl e state [3Cby the
Stokes pulse. Population transfer from |10to |30is
observed if the interaction of the atom with the Stokes
pulse precedes its interaction with the pump pulse. It is
important that the simultaneous interaction of the atom
with both pulses during a certain time interva is fol-
lowed by its interaction with the pump pulse only.

Population transfer in athree-level atom interacting
with two pulsesis explained by the fact that one of the
eigenstates of the corresponding Hamiltonian (dark
state) is a linear combination of the initial and final
states, |[10and |31 If the field variation is sufficiently
slow, then transition from state |1[to state |3Cloccursin
an adiabatic process of atom-field interaction that does
not involve significant population of the excited state
|20] Thus, population transfer via STIRAP is almost
insensitive to spontaneous decay of the excited state.
This is important for experiments on atomic beams,
which are generally characterized by atom-field inter-
action times much longer than the excited-state life-
times.

The efficiency of STIRAP transfer depends on how
close it is to a perfectly adiabatic process and on the
precision of maintaining the two-photon resonance
condition in which the dark state is an eigenstate of the
Hamiltonian of an atom interacting with electromag-
netic field. The dependence of population-transfer effi-
ciency on the carrier-frequency detuning from two-
photon resonance (two-photon line shape) was ana
lyzed in [2-5]. Uncontrollable detuning from two-pho-
ton resonance is caused by fluctuations of laser fre-
guencies. Their effect on population-transfer efficiency
was studied in [5-7]. The effect of field amplitude fluc-
tuations on population transfer via STIRAP has never
been investigated. This problem is addressed in the
present studly.

2. BASIC EQUATIONS

To separate the effect of noise on the population-
transfer efficiency from the effect of carrier-frequency

2 (/_/‘\;}V

fuoog

Fig. 1. Schematic diagram of interaction between three-
level atom and laser pulses. The atom interacts first with a
Stokes pulse characterized by carrier frequency ws.

1063-7761/05/10105-0788$26.00 © 2005 Pleiades Publishing, Inc.
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detuning (which was analyzed in [2-5]), we consider
the case when the pump and Stokes carrier frequencies,
Wy, and ws, are resonant with the [10— [2Cand [3CH—
[20transition frequencies, respectively. The electric
field interacting with the atom can be written as

E = Ej(t)exp(—iwpt) + Eg(t)exp(—iwgt) +c.c. (1)
Assuming that the probability of transition from state

|2Cto state |1Cor |30via spontaneous decay isnegligible,
we can represent the wavefunction of the atom as

W = [cy (1), cy(t), C3(t)]T'

The time variation of the probability amplitude c,(t) of
state |kO(k = 1, 2, 3) is described by the Schrodinger
equation with the Hamiltonian

0 Qi) O
H=351Q5t) —iy Q51 2
0 Q) O

where
Qu(t) = —dpEp(1)/A, Qg(t) = —dxEg(t)/A

are the Rabi frequencies characterizing the interactions
between the atom and the pump and Stokes pulses,
respectively, and y is the rate of spontaneous decay of
the excited state into states other than [1Cand |30

3. PULSE SHAPES

Analytical calculations and numerical simulations
are performed for two combinations of laser pulse
shapes:

Q,fy(t)sin(mt/t), O<t<r,
O

Q. (1) =
o) [0, otherwise,
Qu(t) = %Qofs(t)COS(T[t/T), —ETstsér,
%), otherwise,
and

O (t-ty/2)T

Q,(t) = Qofp(t)expg%,
O T O

4

O (t+ty/2)0

Q(t) = Qofs(t)exp[-}—%.

0 T O
Here, Q, is the maximum pulse amplitude in the
absence of fluctuations, T is pulse duration, t4 is the
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delay of the pump pulserelative to the Stokes pulse (1/2
for pulse shape (3)), and f(t) and fg(t) represent ampli-
tude fluctuations. In the absence of fluctuations,

fo(t) = fo(t) = 1.

We consider two models of envelope amplitude fluctu-
ations of the laser pulses [8]: a Gaussian model with
real f(t) and f4(t) characterized by correlation functions

Oof ()0 = 0, )
OF (1) Fo()E = exp(-Glt—t])
(n =p, S) and a chaotic field model with f(t) having
fluctuating real and imaginary parts,

OF ()0= 0, [Ref, (t)Imf (t)J= 0,

[Ref (t)Ref (1) = %exp(—GIt—t‘I), ©6)

Omf, (t)Imf,(t)0 = %exp(—GIt—t'I),

where angle brackets denote ensemble averages. The
factor 1/2 on the right-hand side of (6) isintroduced to
ensure that the average values of |f(t)]? in models (5)
and (6) are equal. Chaotic field model (6) is aredistic
representation of a multimode laser field [8].

The correlation between the Stokes and pump fields
is assumed to be such that f(t) is a time-delayed copy
of f4(t):

fo(t) = fs(t—ty). (7)

The limit cases of t,, = 0 and ty =  correspond to per-
fectly correlated and mutually independent pulse fluc-
tuations.

4. IMPLEMENTATION OF CORRELATED
FLUCTUATIONS

As an example of Stokes and pump fields with cor-
related fluctuations, we consider two circularly polar-
ized pulses generated by the same laser that couple an
atomic state with total angular momentum J = 1 and
magnetic quantum number M = 1 to the excited state
with J = 0 and the excited state to the state with J =1
and M = —1. The atom moves across parallel laser
beams, first interacting with the Stokes pulse, which
inducesJ=0-~—J=1, M =-1trangitions. Thisinter-
action facilitates population transfer from the state with
J=1and M =1tothestatewithJ=1and M =-1, which
must be depopulated by optical pumping before the
interaction. Any desired delay ty is easy to implement
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Fig. 2. Population of target state |30Cvs. normalized delay ty

between pump and Stokes pulse fluctuations obtained by
solving the Schrédinger equation for pulse shape (3) and
averaging over 100 realizations of Gaussian amplitude fluc-
tuations. Parameters: Qqt = 100 and Gt = 50 for al curves,

yt=0, 10, and 20 for curves 1, 2, and 3, respectively.

by adjusting the path difference between the beams
prior to the atom—field interaction.

5. NUMERICAL SIMULATION
OF FLUCTUATIONS

Sequences of values &(t;) of arandom variable were
generated to simulate either the real part of f«(t)) (in the
Gaussian model) or itsreal and imaginary parts (in the
chaotic field model) at instantst; =t; _; + At by using the
colored-noise algorithm proposed in [9, 10]:

&(tj+1) = &(t))exp(=GAt) + h(ty), (8)

where h(t;) has a zero-mean Gaussian distribution with

h(t)’0 = (1-€e2°%) 9)
in the Gaussian model and
Th(t) 0= 5(1-e7) (10)

in the chaotic field model. The sequence h(t) is gener-
ated by using the standard Matlab function randn.

5.1. Numerical Example

Figure 2 shows the population of the target state |30
versus the delay ty between pump and Stokes pulse
fluctuations computed by using Gaussian model (5), in
which the amplitude of the field fluctuates while its
phase remains constant. When |t | exceeds the correla
tion time 1/G, the population-transfer efficiency (i.e.,
the population n; of state |30) substantially decreases,
and this decrease is more pronounced for higher rates of
spontaneous decay. Note that the maximum popula-
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tion-transfer efficiency corresponds to a delay much
smaller than 1/G, rather than to fully correlated pulse
fluctuations, and the maximum values of n; are almost
equal for different y. Thisimplies insignificant popula-
tion of the excited state during the atom—field interac-
tion time, which is characteristic of STIRAP processes.

6. GAUSSIAN MODEL
OF AMPLITUDE FLUCTUATIONS

Since the phases of both fields remain constant
according to (5), we can set them to zero. Assuming
that both pump and Stokes field fluctuations are per-
fectly correlated (ty = 0), we can find an expression for
the efficiency of population transfer from |10to [3Cin
the case when the decay time of state |200s much shorter
than the atomfield interaction time. The resulting effi-
ciency is lower than the maximum efficiency attained
by adjusting ty. To simplify analysis, we represent the
Rabi frequencies Q(t) and Qg(t) in terms of the rms
Rabi frequency Q,,(t) and the mixing angle 6(t):

Q,(t) = Qp(t)SNB(Y),

(11)
Qq(t) = Q(t)cosO(t).

Both Q,(t) and 6(t) are real quantities. Changing from
the bare-state basis to the dressed-state basis consisting
of the excited state ¢, = |2[] the bright state ¢,, and the
dark state ¢4, where

¢, = sinB(t)|10# cosO(t)|30)

¢y = cosO(t)[13-sinB(t)|30)

we represent the dressed wavefunction as
W = [By(t), By(t), Ba(1)] ',

where B(t) (k= b, 2, d) isthe probability amplitude of
the state ¢,.. In this basis, the evolution of the atom is
governed by the Hamiltonian

(12)

0 Q.(t) 2i8(t)
Ho = 5lQnt) -y 0
2i8(t) O 0

Before the interaction with the laser beams, the
atom is assumed to be in state |1[JAs the atom succes-
sively interacts with the Stokes pulse, the combination
of the Stokes and pump pulses, and the pump pulse
alone in the absence of amplitude fluctuations, the mix-
ing angle monatonically varies with time from O to 1v2:

(13)

B(t) = arctan(Q,(1)/Qs(1)).

Before theinteraction, only the dark state ¢4 (i.e., |10/is
populated. When Qg1 > 1 (the process is nearly adia-
batic in the absence of amplitude fluctuations), thetime
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derivative in (13) is negligible, and the population of
the dark state ¢4 remains constant during the atom-field
interaction time. After the atom-field interaction, ¢4
reduces to |30 i.e., 100% of the population is trans-
ferred from |10to |3C] When the derivative of 6(t) is

taken into account in Hamiltonian (13), the states |20

and [bClare populated; i.e., the population-transfer effi-
ciency islower. A theory of population transfer driven
by nonfluctuating fields can be developed by using the
series expansion of the wavefunction in terms of the

small parameter Q(t)T. A perturbation theory in terms

of é(t)r can aso be developed when the amplitude
fluctuations are perfectly correlated (fy(t) = fg(t)) and
8(t) isindependent of fluctuating parameters.

Hereinafter, we consider the case of fully correlated

fluctuations. Accordingly, the derivative é(t) can be
neglected in Hamiltonian (13), and its eigenvalues A,
and eigenfunctions x,, are

1

M= 3000, Xo = b2t ),
1 1
Mo = 500, %o = Lm0 ()

A3 =0, X3=0g

Owing to the perfect correlation between the Stokes
and pump field fluctuations, the current rms Rabi fre-
guency Q.,(t) has a zero-mean Gaussian distribution.
Therefore, the adiabaticity criterion

As=AJTeor =1, n =12,

cannot be satisfied during the atom—field interaction
time (T, = /G isthe autocorrel ation time of field fluc-
tuations). Thisleadsto loss in the dark-state popul ation
and ensuing decrease in the population-transfer effi-
ciency. When the pulse fields fluctuate independently,
the value of |A; — A|Tr iS Much larger, because the
probability that two independent variables nearly van-
ish simultaneously is much lower than the analogous
probability for one variable. However, since 6(t) fluctu-
ateswith acharacteristic time T, in this case, the dark-
state population also decreases. Figure 2 demonstrates
that the ensuing population leakageislarger than that in
the case of fully correlated fluctuations. A small delay
(ty <€ Teon) Can play apositiverole: it causes |A; — A | to
increase, while the fluctuations of 6(t) are insignificant
(except for the time intervals when Q. (t) or Qg(t)
approaches zero). This may explain the shift of the
peaks relative to the originin Fig. 2.

We define
t

o(t) = % [an(t)dr (15)
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ay(t) = In(Bqy(1)),

ay(t) = By(t)/Bqy(t),

ap(t) = By(t)/By(t).

Then, introducing a small parameter € to reflect the
slow variation of 6(t), we obtain equations for ay(t),

ay(t), and a4(t):
a,(t) = €6(t) —ay(t)ay(t) —iP(t)ay(t),

(16)

a(t) = _ad(t)az(t)_id)(t)ab(t)_%az(t)a (17)

ag(t) = —€B(t)ay(t).

These equations can be solved perturbatively by repre-
senting ay(t), ay(t), and ay(t) as series expansions in €
and using the fact that only the dark state is popul ated
before the atom—field interaction. For arbitrary pulse
shapes, aswell as for atwo-level atom interacting with
a pulse with resonant carrier frequency [11], a solution
can be found only when spontaneous decay of the
excited state is negligible. Setting y = 0, we solve (17)
to second order in € to obtain

t

ag(t) = —€8(t) Ié(t')cos((b(t)—CD(t'))dt‘. (18)

We assume that the correlation time 1/G of amplitude
fluctuations is small as compared to the pulse duration
1. The opposite case (/G > 1), when the amplitudes do
not fluctuate during the atom—field interaction time, but
fluctuate from pulse to pulse, and the problem is solved
by averaging the population-transfer efficiency over the
pulse-amplitude distribution, is not considered here.
Since

fexp(EM)= epSEME (9

for any zero-mean Gaussian process &(t) (see[12]), we
can use (5) and the assumption that Gt > 1 to write

t t

[By(t)0 = - Jé (t) Ié(t")

¢
U1 2
x exXpEF=—=[1,(t" T 20
stc;{ (t") (20)

x [2— exp(G(t" —t")) — exp(G(t" - t'))] dt"'Edt"dt‘,

setting € = 1. Since the dark-state population equalsthe
population of state |30after the atom—field interaction,
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This approximation is accurate when the rms deviation
of ay4(e0) from its mean value isrelatively small. It was
used in [7] to analyze the effect of frequency fluc-
tuations on population transfer via STIRAP. Expres-
sions (20) and (21) can be used to find the efficiency of
population transfer driven by pulses with fluctuating
amplitudes and arbitrary time-dependent ensemble-
averaged intensities in the Gaussian model of ampli-
tude fluctuations.

For pulse shape (3), expression (20) can be substan-
tialy simplified. Performing the integrals, taking into
account the assumption that Gt > 1 used to obtain this

| | |
0 100 200 300 400

o expression, and substituting a4(t) into (21), we obtain
ol
. . Il ez
Fig. 3. Population of target state [3Cvs. pulse fluence repre- = = — —
sented by Qqt obtained by solving the Schrédinger equation n exp E_(GT)Z[ZZ(GT 2)(M'(2)-T(z 2)
for pulse shape (3) and averaging over 100 realizations of (22)

Gaussian amplitude fluctuations (circles and squares) and
by calculating formula (22) (curves 2 and 3). Error barsrep-
resent rms deviations of transfer efficiencies from their
mean values. Curve 1 corresponds to nonfluctuating ampli-
tudes. Parameters. y = 0 for all curves, Gt = 20 and 50 for
curves 2 (circles) and 3 (sguares), respectively. Dashed
curve corresponds to Eq. (24).

+ g(ez(l—GTIZ) B 1)] E
e O

where z= Q2/(2G)? and

00

ny _ . x—1
LoF r(x,y) = Iexp( )t dt (23)
y

0.8+ .

is the upper incomplete gamma function. In the limit
0.6 - case of Q, > G, we have
0.4+ .

n = exp SZ[ZZ—T[Z“/ZT , (24)
02 B T QOT QoT
0 20 40 60 80 100

because the dominant contributions to expression (20)
Qo1 in this limit correspond to the values of t" such that

Fig. 4. Population of target state [3Cvs. pulse fluence repre-
sented by Qqt obtained by solving the Schrodinger equation
for pulse shape (4) and averaging over 100 realizations of
Gaussian amplitude fluctuations (circles) and by calculating

G(t"—t") <1, G(I'—t") < 1.

formulas (21) and (26) (solid curve). Error bars represent
rms deviations of transfer efficiencies from their mean val-
ues. Parameters: y =0, Gt =50, and 1y =T.

In the absence of amplitude fluctuations (when f(t) =
fg(t) = 1), the population-transfer efficiency isfound by
using (18):

the efficiency of population transfer from |100to |30is
expressed as

_ 8r* Qo1
No = exp{ QSTZ% cos 7 D}' (25)

n = [exp(2aq())

Invoking the expansion Comparing (25) with (24), we see that the limit behav-

L ior of the logarithm of the population-transfer effi-

Cexp(X)] = X +2OX - D00+ B ciency at large Qgt changes from (Qq1)2 to (Qo1)™

P(X) exp( EI)%L ZE( g g with increasing frequency of pulse-amplitude fluctua-
tions.

Figure 3 comparesthe populations of state [30versus

Q.1 obtained by solving the Schrédinger equation for

wecaculaten as

n = exp(2Lag(e)d). (21)
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pulse shape (3) and averaging over 100 realizations for
several values of G in the Gaussian model with those
predicted by calculating (22). Curve lisaobtained in the
absence of pulse amplitude fluctuations. Its shapeisin
almost perfect agreement with (25) at Q,t above Qgt =
20. The results of Monte Carlo computations are con-
sistent with predictions based on formula (22). It is
clear that amplitude fluctuations substantialy reduce
the population-transfer efficiency as compared to that
in the absence of fluctuations, but this negative effect
can be compensated for by increasing the pulse inten-
sity. As the pulse intensity increases, the transfer effi-
ciency approaches the dashed curve predicted by (24)
and followsthiscurve at Q, > 4G.

For pulse shapes (4), direct application of expres-
sion (20) involves extensive computations, which are
required to evaluate an integral in three variables. How-
ever, the integral in the exponent of (20) can be calcu-
lated by noting that the dominant contributions corre-
spondtovaluesof t', t", and t"" that differ by intervalson
the order of 1/G:

) _t . 2t' 0 i .
[ay(t)d = J’e(t) IeXpEQszm(t) 0
- - (26)
x[—1+G(t'—t") — exp(=G(t' —t"))] Edt"dt'.
0

Thisexpression isnot valid for small values of QST /G,

but this case is of little importance, because the corre-
sponding transfer efficiency islow.

Figure 4 compares the population of state |30versus
Q.1 obtained by solving the Schrédinger equation for
Gaussian pulse shapes (4) in the Gaussian model with
those calculated by using (21) and (26). The figure
demonstrates that the population-transfer efficiencies
predicted by formulas (21) and (26) are in good agree-
ment with the results of Monte Carlo computations.
This suggests that formulas (21) and (26) can also be
used to evaluate the population-transfer efficiency for
non-Gaussian pulses with smooth ensemble-averaged
envelopes.

7. CHAOTIC FIELD MODEL

In the chaotic field model, when the real and imagi-
nary parts of the field amplitude fluctuate indepen-
dently, a theory analogous to that presented above for
the Gaussian modd cannot be developed, mainly
because of the difficulty of ensemble averaging of two
independent Gaussian random variables.

Figure 5 demonstrates that population-transfer effi-
ciency higher than 90% can also be achieved for corre-
lated Stokes and pump fields. The figure shows the
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Fig. 5. Populations states |1({thin curve), [2[{dotted curve),
and |30 (thick curve) vs. Qqt obtained by solving the
Schrodinger equation for pulse shape (4) in asinglerealiza-
tion of the chaotic field model. Parameters: y = 0, ty = T,
Gt =50, and Qqt = 100; t, = 0 (8) and /G (b).
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Fig. 6. Population of target state [30vs. Qqt obtained by
solving the Schrédinger equation for pulse shape (4) and
averaging over 100 realizations in the chaotic field model.
Parameters: y =0, ty=T; Gt = 20 (circles) and 50 (squares).

respective populations n,, n,, and n; of states |10 |2C]
and |300predicted for fully correlated fluctuations (with
ty = 0) and for Stokes amplitude fluctuations shifted by
the correlation time 1/G relative to pump fluctuations.
It is obvious that the populations vary irregularly in the
latter case, whereas the evolution of population in the
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case of ty = 0 is similar to STIRAP transfer in the
absence of fluctuations[1]. Moreover, the excited-state
population is very low when the field fluctuations are
perfectly correlated, asin STIRAP processes driven by
nonfluctuating fields, which makes STIRAP attractive
as a mechanism of population transfer between meta-
stable states.

Figure 6 shows the population n; of state [3[versus
Q.1 obtained by solving the Schrédinger equation for
pul se shapes (4) and averaging over 100 realizationsfor
fully correlated Stokes and pump field fluctuations in
the chaotic field model and by calculating formula (22).
As in the Gaussian model, the population-transfer
efficiency substantially increases with the pulse
fluence.

8. CONCLUSIONS

It is shown that laser amplitude fluctuations do not
preclude population transfer between metastabl e states
of atoms and molecules via STIRAP when the Stokes
and pump fluctuations are perfectly correlated.

In the Gaussian model of amplitude fluctuations, the
target state population is expressed in terms of pulse
parameters when the atom-field interaction time is
shorter than the spontaneous decay time. The predicted
results are in good agreement with those of Monte
Carlo computations.

In the chaotic field model (with independently fluc-
tuating real and imaginary parts of the complex electric
field amplitude), population transfer is anayzed
numerically. The calculated curves of population-trans-
fer efficiency versus pulse fluence are similar to those
obtained in the Gaussian model of amplitude fluctua-
tions.
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Abstract—A theory of coherent resonance tunneling of electronsin a two-well nanostructure (TWNS) in the
presence of a strong electromagnetic field is developed. The TWNS consists of two identical tunnel-coupled
guantum wells to which a dc electric field is applied. Radiative transitions occur between two levels that arise
due to the interwell interference and the dc electric field. The wavefunctions and polarization currents in the
TWNSare found in the case of astrong electromagnetic field, and the oscillation power is determined as afunc-
tion of the coherent pumping current and the parameters of the structure. It is shown that oscillations are pos-
sible in the relevant terahertz band, with fine frequency tuning by adc field. It is found that the interference of
el ectrons between quantum wells playsacrucia role. Thisinterference significantly suppressesthe effect of the
electromagnetic field on the resonance tunneling and enhances the oscillation up to the highest possible level.
It is proved that there exists an optimal regime of strong-field oscillations without inverse population and satu-
ration, which are inherent in conventional lasers. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

In 1971, Kazarinov and Suris [1] proposed a new
type of a semiconductor laser in which radiative transi-
tions occur between resonance levels (subbands) of a
guantum well. The pumping of electrons to the upper
level and their extraction from the lower level are per-
formed by means of resonance tunneling. These lasers
(which were called cascade lasers) were developed in
1994 [2].

In 1997, it was demonstrated in [3] that coherent
resonance tunneling (coherent pumping) alows one to
develop an essentially new type of alaser (following [3],
we cal it briefly a coherent laser) in which the electron
subsystem, like the photon subsystem, is coherent. In
such alaser, oscillations may occur without dissipative
processes and are described by pure states of quantum
mechanics. The coherent laser is an example of aquan-
tum device in which the interference of electrons plays
afundamental role. The coherent laser has specific fea-
tures and offers advantages over conventional lasers;
these are oscillations without inverse population, high
efficiency, the absence of the amplification-loop expan-
sion due to a strong field, stability with respect to mul-
timode oscillations and to the Coulomb interaction [3],
and others.

The reason for the remarkable properties of the
coherent laser isthat €l ectrons from the emitter are sup-
plied by resonance tunneling (coherent pumping) into
an optimal energy interval with optimal phases and are
coherently taken to the collector. Under these condi-
tions, each electron brought to the upper level of the

guantum well makes asingle radiative transition and is
taken away to the collector from the lower level. There-
fore, this laser is free of the saturation effect, which
consists in the leveling of the overpopulation due to
multiple transitions of electrons between energy levels
and leads to a steady-state field of alaser. The satura-
tionisresponsiblefor many unwanted phenomena such
as burning through a*hole” in the overpopulation, mul-
timode oscillations, broadening of the laser linewidth,
and the power limitation [4].

In coherent lasers, a steady-state field is obtained in
afundamentally different way, namely, dueto theinflu-
ence of the electromagnetic field on resonance tunnel-
ing. The field reduces the rate of resonance tunneling
by changing the energy of the resonance levels. The
absence of saturation removes the above-listed draw-
backs of conventional lasers.

The main problem in the development of coherent
lasers consists in the realization of the condition under
which the electron subsystem in nanostructures is
coherent. The current state of the art in technology can
guarantee coherence over sufficiently large lengths (up
to dozens of quantum wells (see[5])). It should also be
emphasized that a simple condition of coherent tunnel-
ing Tr < Ty, (Tr istime during which an electron staysin
awell and 1, isthe decoherencetime) may betoo strin-
gent. Indeed, according to the detailed theory, under
certain conditions, the electron—phonon interaction
does not influence the decay of Bloch oscillations [6],
while the resonance tunneling remains coherent even
for T > 1, [7]. Moreover, the situation strongly

1063-7761/05/10105-0795$26.00 © 2005 Pleiades Publishing, Inc.
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depends on the frequency band of oscillations and on a
specific nanostructure.

In the present paper, we study a two-well nanostruc-
ture (TWNYS) that consists of two identical tunnel-cou-
pled wells to which adc electric voltage V. is applied.
Radiative transitions occur between two levels of the
TWNS that arise due to the interwell interference (the
splitting of alevel of an isolated well) and the dc elec-
tric voltage. Such a structure supports electromagnetic
oscillations in the relevant terahertz band (which can
hardly be attained by cascade lasers) with fine fre-
guency tuning and facilitates the fulfillment of coher-
ence conditions (since the oscillation frequency is less
than the frequency of the optical phonon); moreover, it
still offers the above-mentioned advantages that are
inherent in the coherent laser.

In addition, the TWNS is aso of interest as the first
step from a single-well structure (which is usually
called aresonance tunneling diode (RTD)) to the Bloch
single-band superlattice.

In this paper, we develop a consistent theory of
oscillations in the TWNS and find the wavefunctions
and the polarization currents for a strong electromag-
netic field, aswell asthe oscillation power asafunction
of the coherent pumping current and the parameters of
the structure. We show that there exists an optimal
regime of strong-field oscillations in which each elec-
tron emits a single photon (the efficiency equals one).
The high efficiency at sufficiently low frequencies is
attributed to the phenomenon, discovered in the present
study, of significant suppression of the electromagnetic
field’s influence on the resonance tunneling due to the
interwell interference and the dc voltage V..

The possibility of oscillations in the TWNS (with
different wellsand V. = 0) was first pointed out in [8].
In[9], an analytic theory of a TWNS consisting of two
identical wells and with V. # 0 was developed for a
weak electromagnetic field, and it was shown that alin-
ear amplification is much greater than the amplification
inan RTD and that the TWNS allowsfor frequency tun-

JOURNAL OF EXPERIMENTAL AND THEORETICAL PHYSICS Voal. 101

ELESIN

ing. The results of the numerical solution of the
Schrédinger equation for this structure are in good
agreement with the results of [9] that were published
in[10].

2. STATEMENT OF THE PROBLEM
AND BASIC EQUATIONS

We will study the oscillation of an electromagnetic
field in a two-well nanostructure within the model
of [9]. We consider a one-dimensional structure with
0-shaped barriers at the pointsx = 0, a, and 2a (seefig-
ure). A dcelectricfield V. isapplied to the second well.
A steady stream of el ectrons proportional to g? and with

energy € approximately equal to the energy €5 of the
first well is incident on the first well from the left

(X —> —00).
An electromagnetic field
E,(z t) = Esinkzcoswt (D)

with amplitude E, wavevector k, and frequency w acts
in the TWNS region. Thisfield is polarized perpendic-
ular to the plane of the well, while the wavevector is
directed along the plane (along the z axis).

The wavefunction W(x, t) of the structure satisfies
the Schrodinger equation

v W

St = - +a[3(x) +3(x—a) + d(x—2a)]W

—Vgb(x—a)¥ + VY.

Here, a is the “power” of the barriers (the product of
the barrier height multiplied by its width), 6(x) is the
unit function, #/2m* =1, and c = 1. Thelast termin (2),

U(x W = izeA, ()L = v(e—e )L
0X X
(©)
V= —,
()
describes the interaction of electrons with the electro-
magnetic field; A(t) is the vector potentia in the Cou-
lomb gauge.

In this paper, following the approach of [3], we use
the interaction in form (3) (with a vector potential) in
contrast to [9], where we used the interaction in the
form “—xE.” This allows us to find an analytic solution
for a strong electromagnetic field and construct an
oscillation theory. We will show that, in the case of a
weak field, the results for different gauges coincide.
Note that, in (3), just asin [3] (see dso [4]), the term
quadratic in A(t) is dropped, which isvalid if

Vip = eE/lpw <1

(p is the characteristic momentum of an electron);
henceforth, we assume that this condition is fulfilled.
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The steady-state equation for the amplitude E of
the electromagnetic field is expressed as (see, for
example, [3])

E = —
2_.[0_ K\]C’ (4)

a 2a
1 Jic+J
3 = a;1[jtslxalc(x)+ [oxaz00 [= 2572, @
0 a

where J. is the active polarization current that
describestransitions with emission (absorption) of pho-
tonsinthefirst (I = 1) and second (I = 2) wells.

As is shown in [9], the energy spectrum of the
TWNS consists of two levelsthat arise due to the inter-
well interference (splitting of levels) and the dc electric
field V.. The parameters of the structure are chosen so

that the energies of thelevels sfi) and sff) aredisplaced

with respect to the energy & of the lower resonance
level of anisolated well by aquantity that is small com-
pared with &.

Obviously, the transitions between energy levelsare
most intense when the frequency of the electromagnetic

field is approximately equal to the difference sg) -

£? . In the resonance approximation, we can seek
steady-state solution (2) in the form [9]

Wi(x, 1) = € [Wi(x) + €Wy (X)],
0<x<a,

(6)

W,o(x, 1) = € [ Wy(x) + €Wy (X)],
asx<2a.

(7)

The wavefunctions W, (I = 1, 2 isthe well number, and
n =0, 1isthe level number) correspond to the states
with quasi-energies € and € — w and satisfy the system
of equations

piq"n"' Wi, = -VW,

2 n 1
P*Wyt+ Wy = VW,
(8)

2

p =g,
piwzo"'q";o = VW,

2
Ph = €—W,

PrWoy + Wy = VWY, )
Pin = P1-W
subject to the boundary conditions (see[3, 9])

Wio(0)(1-B) +Wi(0)/ip = 2q,

2 _
p. = 8-’-Vdcv

B = alip,
Wy(2a)(1-B;) —Wx(2a)/ip, = 0,
B, = alip,,

Wi(a) = Wy(a),
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Wa(a) - Wio(a) ': O(LIJ.lo(a), (10)
W1,(0)(1-B,) + W1 (0)/ip, = 0,
Bn = alipy,
W2 (22)(1—By,) — W (28)/ipy, = 0,
Bin = a/ipyp,

Wi, (a) = Wu(a),
W, (a) -Wi(a) = a¥y(a).

The boundary conditions describe an incident stream of
electrons from x = —o, their reflection, and their travel-
ing away into the domain x > 2a, aswell as the continu-
ity and jump of the derivatives of the wavefunctions ¥,
ax=0,a, 2a.

The current J,(X) can be expressed in terms of the
functions W, (X):

Jie = —e[(WHW) + WiW) —ccl. (11)

The system of equations (8)—(11) allows one to calcu-
late the currents J; and the oscillation power in the
TWNS as a function of the pumping current and the
parameters of the structure.

3. A GENERAL SOLUTION
TO THE SCHRODINGER EQUATION
FOR THE TWNS

Following [3], we will seek a general solution to
Egs. (8) and (9) in theform

Wi(¥) = 5 Alexp(y;X), (12)
j

War(X) = Y Abnexp(¥;X). (13)
j

The complex eigenvaluesy, and y; satisfy the equations

4 2[].2 V2+QD 2.2 _
y+2y%3n+ 2 D+ppn_ov

(14)

2
V' + 27 Bt + L+ ity = 0,

and the coefficients A,‘An are related by the formulas
Ajll = 8J‘Ajlo’ Aél = éjAjzm AljoEAlja
- _ YV A4
paty; S
The eigenval ues possess the following properties:
YitY, =0, Yz3+y, =0,
VitV =0, V3+y,=0.

(15

g g = -
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Substituting W,,(x) from (12) and (13) into boundary  Taking into account that the parameter V/p is small, we
conditions (10), we arrive at the following system of  can represent the roots of Egs. (14) as
algebraic equations in the coefficients:

- 2 12
Aij = Aljeyja, Azj = Azjeyja, Y12 = #i pn%l_ag )
which can be rewritten as the matrix equation .
2
EA=Q, 16 = 4 Vo
Q (16) Va4 ilp%l.+ =
where ) 1 (19)
- : VvV
= + —_—
0E, E, E, E, 0 0 0 0O Viz = #HPnd =
% = = == %
o0 0 0 BEEE] e m sp T
. € €& & €& & & &5 § E Y34 = TPy o0
E = U&iM €N; E3N3 E4Ny €1Y1 €Y €3Y3 €4Y4 0
E M, M, My M, 0 0 0 O E Accordingly, the quantities g; and €; take the form
[l ~ o~ o~ ~ []
oo 0O 0 0O M1 Mz Mz MsaQO o~ _i
D1 1 1 1 11 12 13 14D Baa = HV, 812=+\7p£’
O + b 1dp n (20)
On. np ng ng v Vo Vs Va U ~Pr - _ip
834 = +|V— 812 = +T‘_,
p V P1n
O~ O
HH 10 vV:
0A2] 000 Ve D)
DABD [l 0 1l
EA . . . . Further, following [3], we will consider the interval of
A = Ef“% and Q = EZ E fields in which the dimensionless parameter V' can be
0 '3‘21 0 0 % 0 assumed to be small. This fact significantly simplifies
UAxU % 0 E the computations, although is not fundamentally neces-
EABE 0 0 0 sary. When V < 1, the quantities €; and g, are small,
O~ O 000 whereas €, and €, are large.
0 A2
Here, we introduced the following notation: 4 DETERMINANT OF THE SYSTEM

A key quantity is the determinant A(A) of system

~ . j _ E (26), which describes the resonance properties of the
Mjy = mue ", M = -mjne”, 0 (17)  TWNS in an electromagnetic field, in particular, the
N ~ g E influence of a strong field on the resonance tunneling.
M; = me”, M;=-me’, 7 To avoid cumbersome cal culations, we will consider in
detail a situation in the absence of dc bias voltage Vg,
o a-y; - . a+y; O and then generalize it to the case of V. # 0.
in — . ) in — - y [ f
I Pn 'Pn ] I
I;njn = 1—d.+vj, = 1—(]._vj, E Ve =0,
Py : P D )
then
= _ 1 @ +Y, E
! P E P1 P, Pin = Pn & = &, Vj =Y
~ a+y
mjzl—.y', n=a+y;. O = .= ~
1Py 0 E; = E;, Mj = M;
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The determinant A(A) of the system of equations (16)
can be expressed as a sum of terms that represent a

product of matrices Migm, Mikim: Kigm: Kikim, Kikim,

and Kilm, which are given by

M, M, 0 O
Mim = 0 0 M Mn
1111

Ny N¢ Vi Ym

(22)

Mis M, O O
Miim = 0 0 Min Mm ,

1 1 1 1

i N Y Ym

(23)

M, 0 0 O
Kikim = 0 MMy M|
11 1 1
N Yo Vi Ym

(24)

M, M, M, O

kiklm: 000 Mm, (25)
111 1

N N N Y,

Min
Kinklm - 0 Min Min My ,
1 1 1 1

N Yo Yi Ym

0 0 O
(26)

Min IVlkn I\/Iln 0
Kikim = 0 0 0 Mm ;
1 1 1 1

i N N Yy

(27)

multiplied by the coefficients;.

In relatively weak fields, when the dimensionless

field V issmall (see (21)), we can restrict the analysis
to two types of terms. Other terms make a small contri-
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bution proportional to \74, \76, and V°. As aresult, we
arrive at the following expression for A(A):

€ U
M) = 82T N~ 2N +KIT,  (28)
0 & 0
M = [M M5 + MassMions + Moz
+ MosaaM a1 + Maggal 1013 + MaggalMios (29)
+ M 1454M 5310 + MizaaM 54051,
K = [K4234Rr1]231 + K3234k2241 + l22344'(;123
+ l22343K2124 + K4134k2232 + K3134|22242 (30)

"~ n 9 n
+ K13uaK5103 + K1aasK3] -

The symmetric matrices Mgy, and M7,,, represent the
determinants of the TWNS in the absence of an electro-
magnetic field for the upper level with the energy € = p?

and for the lower level, with the energy € — w = p?,
respectively:

Mags = (Hip)E2"00(2),
I_|r11212 = (-ipy) e_Zi pnaAn(Z),

Dy(2) = (2-B)°-2B%(2-p)e™™

31
_82(2+ B)eAipa’ ( )

Dn(2) = (2-B.)°-2B2(2-B)e"™"

—B(2+B,)e"™".

The properties of the determinants Ay(2) and A,(2) were
studied in detail in[9], whereit was shown that they can
be represented as

Do(2) = rS_tIO[s_S(Rl) Fille —£@+ir], (32

A(2) = r8—t'0[e—w—e§> +il[e —w—£@ +il (33)

in the neighborhood of the resonance. Here, s(Rl)

e are the energies of the levels in the TWNS that

and
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arise dueto the splitting of the resonancelevel of aniso-
lated well:

2p,0 6Pe0
o) = pi- 5, o) = p- B
I p 39
_ T — Po
pO - a1 6 G’
t, isthe value of splitting:
@@ _ 4P
t = SR _SR = —_— (35)

aa’

and I isthe width of the resonance levels (which isthe
same for both levels):

(36)

Notethat, for s mpI icity, we omitted the quadratic (in &)

correctionsin eR ) and to (see[9]). Formulas (32) and
(33) are valid in the vicinity of a resonance when the
energy of the electrons coming from the emitter isclose

to e or e (e — e < e). In what follows, we

assume that this condition is satisfied.

Moreover, it isusually assumed [3, 9] that the width
I" ismuch lessthan the energieseg; i.e., IMNeg=2¥/T < 1.
It is these conditions under which quantum wells man-
ifest their remarkable properties. It can easily be seen
that the value of splitting ty/eg = & < 1 is also small
compared with eg.

The terms M describe the contribution of electron
transitions between energy levels in the first and the
second wells, and the terms K describe the contribution
of transitions from the first well to the second. If the

dimensionlessfield V (21) issmall, then the ratio
53 ~,2

_:V

&

<1 (37)

is dso small, and it suffices to restrict the analysis to
two terms (28) and (30) in the determinant. The calcu-
lation of I and K is associated with certain difficulties
because, as we will see below, the leading termsin the
parameter a/p compensate each other due to the inter-
ference between the contributions of the two wells.

Let us start the calculations from the term K. The

matrices Kiym, K.k|m, Kim, and Kium can be
expressed as
oo = Wl R =l
Kiklm = MinLkIm, Kikim = anl—iklv
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where the matrices L, are given by

Lows = Ly = IIOD—ZZn(2 e’

2X -ipaa X -p,, U
+—e " -Ze 0
0 0 LIJoD

Lisa = —Loa

len X

= 'pEQZB e e &Py,

P 0 (39)
E223 = _L224 = Ipn{ _ZZaneipna

2X ipa X —ipy ]
—=—e""+=e 0
Pn Pn W

L124 = —Liy = 'an—ZZ (2-Bn)e e'P
O

2X —ipa X —ip, 0
+—e —-—€ 0
Pn Pn U O

Here, we introduced the following notation:

W, = [2+Ba(e" "= 1)],

; (40)
Wo = [2+B(e™-1)],

Z, = ePP?_q x= pP— P, (41)
Substituting (38) and (39) into (30), after a series of
transformations, we obtain

K = (Ipl pn)2|j4'zn¢ _pp n¢(4 qJOqJn)
(42)
X2 ~ ool
_ppn[4_'~p0'~pn] E
_ vk s X
b = Bo| (2-B)Z5 + p], )

~ip,a

Po=e P, o= —|pan0_

Let us evaluate the contribution of the three terms
in(42). First of all, consider the important factor
Z, (41), which describes the intensity of radiative tran-
sitions between levels. If the transitions occur between
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resonance levels of space quantization of the same well
(like in the coherent laser [3]), then p = 2174, p, = TWa,
and the factor Z, = -2 takes the maximum possible
value. In the case of the TWNS, when the splitting t,
and, hence, the resonance frequency w = t,, are small
compared with €z, the factor Z,, and the parameter x are
equal to

zn=i(p—pn)a=i;i§<1,
(44)
w
X=p—p, = ﬁJ x/Ip <1,

respectively. That is, Z, and x/p are small quantities on
the order of 0 = p/a. Hence, it isclear that the main con-
tribution to K is made by the first term in braces,

4Z,0% = 4Z:BB°Z1" = 4\Z,| BB,
so that, using the condition w = t,, we obtain
K = (ipip,) 64 [2. (45)

Note that each term in K (see (30)) is on the order of

4 2
ip%% 4Zﬁ=ip%% [16;

i.e., each term is (0/p)? times greater than K/8. Hence,
the leading (in a/p) termsin K compensate each other
dueto theinterferenceinthe TWNS. A similar situation
occurs with the contribution of IM;y,, to IN.

This result is of fundamental importance because,
due to the compensation, the effect of the ac field on the
resonance tunneling is sharply reduced and, as a conse-
guence, the oscillation efficiency increases.

Let us pass to the calculation of IN. First of al, we
can show that the last four termsin N exactly coincide

with the first four terms. The matrices My, and My,
entering these terms can be represented as

. _2ipald
My = upe”ﬂgzn(Z—B)no(l)

(46)
+ XMW"~ 2~ Bl 5
|
My = ip@ao(ae‘z‘p%zn<2—B>Ao(1)
(47)
i(p— a |:|
+§[—Ao(1)e“’ " Bug O
0

Mgy = ipék: BAg(1)e?™
i(p+ a D
+§[—Ao(1)e(p "%+ Bl O
|

_ 0 —2ipa *
Moy = 'p%ﬁo(z)e —Z;BMy(1)

ip.a ~ D
+§[no(1)e"" ~2-B)Pd G
]

. 2ip,
I_Ir]1.213 = IanIZanAn(l)e o

X i(p+py) O
+=[8(De” " =Bl O
Pn O
n _ U —2ipya *
I—|1214 - Ipng_An(z)e _Zn (Z_Bn)An(l)

i(p,—p)a g
+ 2=, 1)e™ P+ Bl B
Pn O

2ip,a

. O _
I_|2312 = Ian_Z:(Z_Bn)nn(l)e

+ X (1™ (2- B Ez

n

n o —2ip,
M = npn%rAn(z)e P+ Z BN, (2)

+ XN (167 - (2-B)PA
Pn O
Here, we used the following notation:
Do(1) = (2-B) €™ -7,
Mo(1) = Bl(2-B) + (2+B)e™™,
A1) = (2-B)%e ™ -2,

Ma(1) = BL(2—B,) +(2+By)e” ™.
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(48)

(49)

(50)

(51)

(52)

(53)

(54)
(55)
(56)

(57)
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Substituting (46)—(53) into the expression for I (29)

and neglecting the terms that are small compared with
unity, after rather tedious transformations, we obtain

N = -2ip Op{1Z°[B.(2—-B)Me(1)A(1)

+B(2-Bn)M(1)A0(1)]

_— (58)
+20y(2)D,(2)e T

+ 7 0(2)2Z,[BMee™ " "+ BN}

For the one-dimensional determinants A,(1) and Ay(1),
aswell as for M,(1) and My(1), we can obtain the fol-

lowing approximations with respect to the parameter
p/a (cf. [9]):

Mo(p?) =2p[ 1+ S (1-im) |,

() = Mo(p®) = —28[1+ Z(1-im |, (59

Do(p™) =28, Ay (p™) = Bo(p?) = 2B.
Substituting (59) into (58) and applying (32) and (33),
we arrive at the following result:

= ipMp, [64[2[1-%

(60)
Finally, we have
M+K = ipCp, 64 AH - (61)

Combining the results, we find the determinant of the
system:

AQ\) = siséppng—i&(x), (62)
AQ\) = [(s eD+in(e—w—t2+iM)
_ (63)
2 |
+3-)
= aVr? %LGp VE%E (64)

Expression (63) for the determinant of the TWNS is
formally analogous to a similar expression for the
coherent laser, in which radiative transitions occur
between the resonance levels of the same well [3]. The
difference is that the definition of A2 involves an addi-
tiona small factor (p/a)*. It is associated with the
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above-mentioned compensation of leading (in a/p)
terms due to the interference and the smallness of the
frequency w < gg. The second difference lies in the
term A%i/1t This term leads to a certain asymmetry in
the tuning mode (see Section 5 below).

The term A2 in (63) describes nonlinear properties
and reflects the influence of an electromagnetic field on
the resonance tunneling [ 3], which becomes substantial
when

A>T, (65)
Such fields are called strong fields [3]. The fact that A
sharply decreases due to the compensation indicates
that the influence of the field is weakened. This fact is
of fundamental importance for increasing the efficiency
of the field generation. Note also that the applicability

scope of the approximation V<1 sharply decreases
due to the factor (p/a)*. Further, we will restrict our-

selves to the fields V° < 1/3 because, for Ve > 1, the
calculations become extremely cumbersome. The anal-
ysis of the results carried out in a wide range of fields
by numerical methods [10] shows that this approxima:
tion is applicable. Moreover, in the most interesting
case, when the bias voltage is greater than the splitting,

Vg > tp, the domain Vi<l again expands (see Sec-
tion 5 below).

It is of interest to compare the values of A? (64) for
the TWNS and for the coherent laser [3],

_ 16pzpn\~/2.
a

AP (66)
As pointed out above, these values differ by (p/a)%;

however, the frequencies entering vV’ are dso signifi-
cantly different. For instance, for the TWNS, one
should use a small frequency of

40>

for a coherent laser, a frequency of

w=3" =32
a> 4
Asaresult, we obtain
) = €Ea _ Va | _8eEa_,1 8
4 8’ o ot (67)
V, = 2eEa, V.. = eEa.

The strong-field criteriafor the TWNS and the coherent
laser are expressed as

9n2

V,.>8rl, Vac >— (68)
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Hence, the field becomes strong if the energy accumu-
lated by an electron over the length of the structure is
comparable with the linewidth. We can see that the dif-

ference between V. and V'ac isonly numerical.

5. WAVEFUNCTION
AND POLARIZATION CURRENT
OF THE FIRST WELL

L et us determine the wavefunction and the current in
the first well only, because the currents in the first and
second wells coincide. Indeed, for a weak field, this
was proved in [9]. In the case of a strong field, the dif-
ference is mainly associated with the determinant A(A)
of the system, which is common for the two wells.
Moreover, the numerical calculation of currents [10]
also confirms that these determinants are equal.

Restricting the consideration to the leading terms of

expansion in Vv, after quite tedious calculations, we
obtain from expression (16) the following expressions
for the coefficients A;; (15) of the wavefunction (12):

€ALEA = A(ll) + A(12)

= %ip O pn{ Bo(1)M 121, = Ba[My = P41}, )
&R =B, = By +BY = 2qA£(i;§£3 (70)

xip O pp{ = Mo(1)M 1212 — (2= Br) [My = P4},
AlsAz(g) = —ipAy(1) M p0eles, (72)
A14A2(—3) = —ipMo(1)Myppeoes, (72)
My = [Z,86(1)Mn(1) + Z3Mo(1)A(1)], (73)

@y = 4[Z,B(2-B,) + Z3Ba(2-B)].

In the limiting case of aweak field A < I, the coeffi-
cients Ay; in expressions (69)—(72) coincide with those
obtained earlier in [9]. The coefficients A; and B, are

represented as a sum of two terms. The first term A{”
(B{") is divergent as w —» 0 (see [9] for details). The
second term AP (B{?) isfinite asw — 0, and only

this term makes a contribution to the polarization
current.

L et us determine the wavefunctions W, and Wy, (12).
One should retain only the contributions of A;; and A4
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in the function W,, and omit the small corrections due
to A; and A, that are quadraticin V :

- Y3X YaX
Wio(x)=Ape +Aye”.

In the same approximation, one can represent the
eigenvaluesy; (19) as

Y3 = Y4 = 1P, Y1 = Y = ip,. (74)

Taking into account that, according to (59),
A0(1) = _no(l), A13 = _A14,
for a/p > 1, we find that the wavefunction W,(X) is

Wio(X) = 2iAjzSinpx. (75)

All four termsin the function W,, are of the same order

inV. It can easily be shown that, up to the small terms
w/p?, the coefficients at €™ and '™ compensate the
coefficients A" at ™ and B{" at e ™. This proce-

dure is analogous to the elimination of infrared diver-
gence in a weak field [9]. Taking into account that

A(lz) = —B(lz) in the leading-order approximation in
(a/p), we can represent the wavefunction Wy, as

W, (x) = 2iA?sinp,x. (76)

Thus, the wavefunction W,;(X) depends only on the
coefficient A, whichisfinite asw —» 0 (see (80)).

Let usfind M, and @, . Assuming, as usual, that the
energy of electronsincident to the TWNSisclosetothe
energy €& of the upper level (i.e,, p = p®) and using
formula (59) for Ay(1), My(1), Ay(2), and M,(1), we
obtain

2.2
M =320y 77)
p
Accordingly, for ®,, we have
2_2
o,=- 3207, (78)
p
s0 that the difference of interest is
2_2
aa 2 (79)

Ml_q)l = 2_4(.0 .
P

Substituting the difference M; — @, into (69), we
find A?:

Ua(1l6q)a

@ _ _
AL = TRorp

(80)
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Noatice that the frequency is canceled in the denomina-

tor of the coefficient A%® , which becomes finite as
w—0.

In the limit of aweak field, the expression for A”
(80) exactly coincides with the corresponding expres-
sionin[9]. Here, it isimportant to note that we use dif-
ferent forms of interaction with the electromagnetic field
in [9] and in the present study. Indeed, interaction (3) is
described by a vector potential, whereas, in [9], it is
described as*—xE.”

The wavefunctions W,4(x) and W,,(X) prove to be
similar to the corresponding functions of the coherent
laser based on a single-well structure [3]; this fact
allows usto determinethe current foll owing the method
of [3]. Substituting W,o(X) and W,4(x) into (11), we
obtain the active component of the reduced polarization
current:

Jy. = —ideM,[APAX —cc]. (81)
We calculate the matrix element My, of the transition
taking into account the fact that the resonance fre-
quency issmall compared with &g

My, = %de[psinpnxcospx
0 (82)
wa

— p,Sinpxcosp,x] = e

Substituting A and A5 into (81), wearrive at thefinal
expression for the current of the first well:

64(a/p)(84(2) +47(2))
rlaol®

J;. = Ua(ep4q) ., (83)

which coincides with the corresponding current
obtained in [9] in the weak-field limit. In the general
case, it is convenient to represent current (83) inaform
analogous to that of the active current of the coherent
laser [3]:

Er’Qn 2
i~ ’ Q = pq ’
A a

1c

~ 2 2
Aol = [+ 2 gy + Bre+ 20 (e
When deriving (84), we used the relation
A (2) + A*(2) = 16.

Formula (84) shows that the TWNS can be consid-
ered as a coherent laser in which radiative transitions

occur between the energy levels s(Rl) and s(RZ) . Sincethe
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photon frequency is small, an additional small factor
p/a appears in current (84). In the determinant A (A),

there appear a factor (p/a)* at V2, which plays an
essential role, and a correction A%/t (see formula (64)).

The current J;. describes nonlinear properties of
amplification and allows us to construct an oscillation
theory that is presented in Section 7 below. It can easily
be shown that, for a fixed energy &, the current first
increases with A, reaches its maximum for A = A,, and

then decreases in proportion to 1/A3. In particular, for
¢ =0, we have

> C’p_ 10
Moz art)

which corresponds to the value VO = 4.6r".
Following [3], to calculate the efficiency of the radi-
ation of photons, we introduce the quantity

1 2w 2a 3. Ea
_ 4 — Yic
P=5 J’ dt IdeC(x, t)E(t) =,
0

0

(86)

which makes the sense of the number of photons emit-
ted by the TWNS per unit time. Obvioudly, the highest
possible efficiency is achieved when each of 2pg? elec-
trons incident to the TWNS emits a photon; i.e.,

Prax = 2P0’

Then, it is natural to characterize the efficiency by the
parameter
. 22
PP o 2T
2pq” B

(87)

When & = 0, the efficiency P increases with A, reaches

itsmaximal value P = 1/2 at A; =T, and then decreases.
Here, we neglected the small correction 1/12. The situ-
ation considered is analogous to the coherent laser [3],
the only difference being that the efficiency of the laser
isequal to unity. In[3], it was shown that one can attain
aregime with the highest efficiency for any A by vary-
ing the energy &, as A increases. Based on the maximal-
ity condition

daP _
@&~

we obtain the following equation for &g:

NT

§g+§§(r2—>\z)+? = 0. (88)
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If we neglect the last term, then solutions (88) have the
form
En =0, & =A-T% I>T. (89)

The first solution yields a maximum for A = I'. The
symmetric solutions

&ozr €03 = N +T?

arereaized for A > " and ensure the efficiency

(90)

for any A. Looking ahead, note that an applicatiop of a
dc voltage V. >ty increases the efficiency upto P = 1
(see Section 6).

Taking into account the term )\Sl'ln in expression
(88) leads to a dight asymmetry between the second
and the third solutions and to the shift &, from the zero
value.

6. WAVEFUNCTION
AND POLARIZATION CURRENT
OF TWNS IN THE PRESENCE OF VOLTAGE

Let us generalize the results obtained. Let adc volt-
age be applied to the TWNS (see figure). We will seek
the wavefunctions of thefirst well inform (12) with the
coefficients A; satisfying system of equations (16) with
Py # p and Py, # Py

The determinant A (A) isgiven by expressions (28)—
(30) in which one should make the following changes.
Migm —> Dikims Miam — Mikimy Kigm —> Kikim,

= ~ “n

~ 2 n —=n n
Kikm — Kikim, Kigm — Kikim, Kikim — Kikim.

The new matrices (supplied with a bar) are given by

Mium=]0 O M Ma ) (91)
1 1

Mikim = , (92)
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Kikim = , (93)

|
r o <
» Xt o
x
» ZIt o
=l
P St o

=
<
=
<
<
3

Al
Z
3

I

: (94)

o

o
=<

P =t o

>
=
=
<
3

<
5
o
o
o

Kikim = , (95)

|
>
e
-
p=l
- <l
>
<
=3
>

>
<
x~
<
<
3

Min Iv'kn I\/Iln 0

Rinklm = 0 0 0 Mm .
1 1 1 1
n no noyn

(96)

The symmetric matrices Masz4 and Mizo represent the
determinants of the TWNS in the absence of an electro-
magnetic field:

-2ip,a

Maas = (<ip)e ™ "Ap(2), (97)

Miw = (- pln)e_ziplnaAln(z)' (98)
The properties of A(2) and A;,(2) were studied in
detail in [9], where it was shown that, near the reso-
nance and for V, < &g, these determinants can be rep-
resented as

Ayp(2) 2%[8‘8(5)(1) +il][e —e¥(1) +il], (99)

A(2) = S le—w—ed(1) +ir]
Mo (100)

x[e—w—eP(1) +ir].

Here, €& (1) and £ (1) are the energies of levelsin

the TWNS that arise due to the splitting of the reso-
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nance level of an isolated well and due to the applied
voltage Vg,

(101)

12 = [ (2+V,) + /1+v0} V, = Vd° . (102)

The value of energy splitting

t = eP(1)—e?(2) = tof1+ V3

increases with V.. For V. > t, (V, > 1), the splitting
is determined only by the dc voltage; i.e., t = V. The
width T of level s does not depend on V. and isgiven by
formula (36).

Notethat, in expressions (101), (102), and (103), the
terms on the order of &, (V J/eg)? and (V4 J/€r)0 are
dropped due to their awkwardness. They do not play
any essential role and can again be included if neces-
sary.

(103)

In the resonance case of interest, the frequency
grows with V..

W=t=ty/l+V5

Assuming, as usual, that the energy of pumping elec-
trons (that are brought to the structure from the emitter)
is close to the energy of the upper level (§ = € —

(1) (1) < t), we can represent the determinants A;o(2)
and 0(2) as

(104)

A10(2)=8Fi(2+iF)A/1+V(2), (105)
A1n(2) *“(E +il) 1+ V3. (106)

It follows from (105) and (106) that A,4(2) and A,(2)
increase with V. due to the detuning of the exact reso-

nance. This, in particular, reduces the transmission
coefficient through the TWNS:

2

1
vdc 1+

TEY) = (107)

The nonsymmetric matrices Tigm and Tigm
describe electron transitions under an ac field between
the energy levels within the first and second wells,

whereas the matrices Kigm, Kikim, Kim, and Kikm
describe such transitions between the wells.
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We begin with the calculation of the matrices K,
which can be represented as

Kiklm =

<l

Kiklm = Mi[klm,

n"'I-iklv

. 3 . (108)
Kim = Min[:Im, Rinklm = MmnL{y.
If we make the following changes:
P—=Pu Pn—Pwm Zn— 2,
where
Z,, = e Py (109)

then Ciw and L satisfy relations (39). Substituting
(208) into (30), after certain transformations, we obtain

K = [M,L15+ MsL15] [M1sLoss + MasLizi]

. (110)
+[Myylog + Myyliz] [M3L124 + MaL 2] .
Taking into account the symmetry properties
Loz = —|:134, Lizs = —[234,
Ch =~ L = -L1
124 — 123, 123 — ~124; (111)
MM = —M24, M24 = —M14,
Ms = —M4, M4 = —Ma,
we arrive at the expression
R = L1|:2+ []_Lz, (112)
where
L, = I\/|4|—223"' M3L224,
L, = MyuLog + MyyL o,
2 14234 24134 (113)

L,=M E123+ M |-124,
L2 = Mualogs + MpsLyas.

In the absence of abiasvoltage (V. =0), Ly =L, L, =
L,, and K coincides with (42).

The calculation of L; and L; yields

L, = 2 pnéznfsn(z—swzzn(sn—m

(114)
2X X -i(p+p)a 0
+——--—¢ Y.¥,g
Pn an " OD
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[ = 2i plnﬁszﬁm(z— BY) + 221, (B1— 1)

(115)
2X; Xy -i(py*pi)a O
e . Py w
Pin  2P1n ol 10%
. 2X
L, = zlpgznfsn(z—m +22,(p,~p) -2
(116)
X -(p+p)a O
+2pe ‘inog
L H )
L= 2i D1D21n| Bin(2=PB1) +2Z1,(Br—B)
(117)
2 2X; —i(p, + O
——Xl+—Xle (p; pln)a\wlnq}mD
Pt P 0

Taking into account that

. ma
2 =i—
in 2p1
and
X 0
P1 2p]

aresmall, we can easily show that the main contribution
to (114)—<117) is made by the leading terms. Neglect-
ing the small terms, we obtain

K=8\Z,°|Z1) 1 Py O P1nBB:BB1  (118)
Again (like in the case of V. = 0), a number of terms
are compensated due to the interference in the TWNS.

In contrast to K, K involves frequency, which grows
with V.

_at _at
Z, = =2 1+V5, Zy, = ia—=J1+V5. (119
2pn 2p1n

Therefore, compared with K, K contains an additional
term (1 + V5)2
K =ip, 0p,, (64 [2(1+V2)°. (120)

After very tedious calculations, we can obtain the fol-
lowing expression for I :

A = ip, 0py, 054 (R(1+ V2, (121)
To simplify the formulas, we dropped the small term i/t

JOURNAL OF EXPERIMENTAL AND THEORETICAL PHYSICS Vol. 101

807

Thus, the total contribution to the determinant A (\)
(see (29)),

K+71 = ip, Opy, (64 AL+ V27, (122)

increases with the voltage V4, faster than the contribu-
tion of Ap(2)A,(2). However, this factor is canceled
out by the factor that arises due to win the denominator

of the expression for vV (see (37) and (21)). Hence, the
voltage V. does not influence the contribution of the

transitions between levelsto A (A). This fact is consis-
tent with theresult of [9] that the matrix elements of the
transitions are independent of V. (see formulas (134)
below). Combining the results, we find the determinant
of the TWNS for V. # O:

AQ\) = sisi?—i(uvg)i(x), (123)
XaY = (e o -
AN) = [(e—er (1) +ilh) (124)
x (e—w—el (1) +iM) -A"],
A= ArVA(L+ V) = —-\-/;5-—. (125)
64(1 + V2)

Comparing A (\) with A(\), we can seethat, in A (M), a
factor (1 + V2) appears, whereas, in A(A), V2 is

replaced by V2 /(1 + V). Thus, the growth of the prod-
uct Ap(2)A4,(2) of resonance determinants weakensthe
effect of the ac field on the resonance tunneling. This
result is of fundamental importance and leads to an
increase in the oscillation efficiency.

In addition, when V. # 0, the applicability domain
of the approximation V> < 1 (for V2 > 1) expands
because the strong-field criteria take the form

A=r? \7224————————11\/2 :
+

Vv
28,1+ V2.

Let us determine the wavefunction of the first well
for V. # 0. The coefficients A;; are given by expres-
sions (69)—(73), in which one should make the follow-
ing substitutions:

Migm — Mikim, Bg(1) —= A1o(2), A(1) — Ag(D),
Mo(1) —= Myo(1), My(1) —= Myy(1), My — My,
q)]_ —— q_)]_, Zn — Zln’
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where
M1 = [Ap(1)M0Zsn + Mip(DAL(D)ZE],  (127)
®; = 4B(2-B1n)Zin+ Bin(2-B)ZE],  (128)
Ap(1) = (2-B,) +B_[%e_2ip1a
(129)
_ P
B183 + D
BuD) = (@-Bu)fh+ R -p ™
(130)
Blng3 +—= pln D
Mp(1) = (Z—Bl)a}+1_%ﬂa
_ (131)
+ [3183 + %l + lgempla,

Mun(D) = H+ By B2 -B)

+ Bln%l 4 By

We omit cumbersome calculations of the current; they
are analogous to the case of V. = 0. We just note afew
important moments.

Earlier [9], we showed that

(132)
|:| Yl pln

2ia

A (1) =-T14,(2) = _[Vo

(133)

J1+VY,
2oV, + 1+ V]

in the leading-order approximation in p/a (for p = p®).
Using (133), we can easily verify that the field V. is
dropped from the products A,(D)M,,(D) and
M10(1)A1n(1), s0 that

Dip(1) =—T145(1)

Ml = Ml' 61 = ch- (134)

Moreover, the coefficient A5 contains A;y(1), which,
according to (133), depends on V,,. Taking into account
therelation

Apn(2) + A%,(2) = 16,1+ V,
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we arrive a the final expression for the current of the
first well:
3, = _EQT' EP Vot 14V jan
A O (1+V))
Ao = +iryE+ir)—27, (136)
yo Ve (137)

8,/1+V2
In awesak field, A < I', the expression for the current

Jic coincideswith the corresponding expressionin [9].
The comparison of formulas (135)—(137) with the
expression for the current of the coherent laser onasin-
gle-well structure[11] showsthat a TWNS-based oscil-
lator can be considered as a coherent laser in which
radiative transitions occur between split levels of the
TWNS in the presence of adc voltage V..

Based on this analogy, we can expect that, as shown
in [3], there exists an optimal oscillation regime when
the energy ¢, of electrons incident to the TWNS satis-
fies the condition

(138)
\ira-c >8,/1+ V2.

Now, let us consider the radiation efficiency of pho-
tons as this was done in Section 5:

P 2NVt J1+ VY 139)
2epg” a1+ VY

ol

The expression for P differs from the expression for P

in that the former expression involves A instead of A
and contains an additional factor

v0+A/1+vo

1+V3

It is obvious that, for £ =0 (X =T)and &2 = A° —
2 (A >T), theexpression for the efficiency P reduces

to

= 1(Vo+f1+VD)
When V, = 0, the value I:3 = 1/2 coincides with (90),
while, when V, > 1, we have P = 1. i.e., the efficiency

(140)
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attains its highest possible value when each electron
brought to the TWNS emits a photon and passes
through the structure without reflection.

Thisresult is quite nontrivial. Indeed, the transition
frequency w is small compared with the energy of the
resonance level of a quantum well, so that the parame-
ter Z,,, which characterizes the frequency resonance, is
smal: Z,,, << 1. For comparison, in the coherent laser [3],
where p = 2fa and p,, = 1Wa, we have Z, = 2.

The high efficiency of the TWNS is associated with
the suppression of the influence of the electromagnetic
field on the resonance tunneling due to the compensa-
tion of a number of terms, which is attributed to the
interwell interference (to the coefficient p/a multiply-

ing V2 in the determi nant). For example, the voltage
V4 additionally reducestheinfluence of the ac field due
to the increase of the determinants A,x(2) and A1,(2).

The voltage V. also results in an increase in the
maximal value of the current for & = O:

Vot J1+Vi

Jic = ch , (141)
J1+V?2
which is attained at
Vo 8 2
—= = — 1+ V. 142
== e (142

When V, > 1, the maximal value is doubled.

7. ELECTROMAGNETIC FIELD OSCILLATIONS
IN THE TWNS

Taking into account the analogy between the polar-

ization currents J;. in the TWNS and in the coherent
laser, we apply the theory of oscillationsin the coherent
laser [3] to describe the electromagnetic field oscilla-
tionsin the TWNS. An equation for the field amplitude
is obtained upon the substitution of the expression for

the current J;. (135) into (4):

1= Q5 4mwQn

e K
Generally speaking, we need an equation for the oscil-
lation frequency. However, asisshownin [3], under the
condition that the stabilization factor is small (S =
1ty < 1), the oscillation frequency coincideswith the

frequency of the resonator, w= Q. Since Q can be var-
ied, wewill assumethat wis afree parameter.

(143)

Let us determine > as a function of the pumping
current (~Q from Eq. (143):

A= 2+ T[JO—ag2-r].

(144)
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The minimal threshold current Qy, is obtained if we set
A =0and&=0:

éth = r2.
KT 2 a(l+V3) }
Qun = , 145
" [4nTon°}[p(Vo+ /l+VS) (145
no = €°p.

The analysis of Qy, is carried out in Section 8 below.

Following [3] (see aso Section 5), we can show that
there exists an optimal oscillation regime when the
energy of the electrons brought to the TWNS satisfies
the condition
T2

&= A= A>T. (146)
In this regime, A’ is alinear function of the pumping
current:

2 o= Q4 (147)

and the efficiency ismaximal. If we express A interms

of the number N of photons of frequency w that are
emitted by the structure per unit time, then from (147)

we obtain
Vo + 1+ V5

J1+V72

Thus, for V, > 1, the oscillation efficiency is 100%.

J.E2a

N=P=
2w

Q (148)

8. CONCLUSIONS

It isof interest to compare the results obtained with
the corresponding results for the RTD and the coherent
laser. According to [11], the threshold current is given
by

K

RTD _
Qn = ne’1,a
9
(Le—ga—w) + ][ —gp+ @)+ .
(e—eQ)l?

In the low-frequency regimew <IN andfore =g+ T,
this current is a/p times greater than Q,, for the TWNS
(typical valuesof a/p vary from 20 to 100). In the high-
frequency “quantum regime” [11] e —eg=w > T, the
ratio

RTD
Qmn _aw

Q;LWNS - pr
becomes still greater and reaches avalue of (a/p)(w/T)*
intheclassical regime (e —eg~T and w>1I).
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A comparison with the single-well coherent laser [3],
in which radiative transitions occur between the reso-
nance levels of the well (p — p, = £1Wa) and the fre-

TWNS

quency is w = 3r¥/a?, shows that the threshold Q,

is greater by afactor of a/p. Thisis associated with the
fact that the frequency w is small compared with &g,
because the parameter Z,,, (see (109)), which character-
izes the intensity of radiative transitions Z, ~ w, is
small. However, it isthis frequency that corresponds to
the relevant terahertz band. At the same time, in the
optimal oscillation regime of the TWNS, the oscillation
efficiency reaches 100% even at this small terahertz-
band frequency. The reason for this is quite nontrivial
and is explained in Section 6.

There are other advantages of TWNS oscillators.
First, they allow for the fine tuning of the oscillation
frequency by adc bias voltage V., which separates the
resonance levels. Second, the use of TWNS oscillators
facilitates the fulfillment of the coherence condition
because, since the oscillation frequency w is small
compared with the frequency wy, of an optical phonon,
the most critical mechanism of relaxation is removed.
Third, one can easily achieve an optimal oscillation
regime because the widths of resonance levels are

equal.

At the same time, the TWNS retains the advantages
of the coherent laser, such as a high efficiency without
inverse population, a narrow amplification loop, the
absence of saturation phenomena, etc. This allows one
to predict the prospectiveness of tunable high-fre-
guency TWNS oscillators.

We can make one more prediction. As pointed out in
the Introduction, the TWNS represents a simple struc-
ture on the way from the RTD toward the single-band
Bloch superlattice. Therefore, one may expect that the
phenomenon of compensation due to the interference
will aso beinherent in a coherent oscillator based on a
single-band Bloch superlattice (the Stark ladder) and,
hence, will lead to a high oscillation efficiency. For a
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two-band Stark ladder, the possibility of an optimal
oscillation regime was proved in [12].
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Abstract—We usethe resultsfor the structure function F|_ for agluon target with anonzero transverse momen-
tum sgquared at the order g, obtained in our previous paper, for comparison with recent H1 experimental data
for F_ at fixed W values and with collinear GRV predictions in the leading-order and next-to-leading-order

approximations. © 2005 Pleiades Publishing, Inc.

1. The longitudinal structure function F (x, Q%) isa
very sensitive QCD characteristic and isdirectly related
to the gluon content of the proton. It isequal to zeroin
the parton model with spin-1/2 partons and acquires
nonzero values in the framework of perturbative QCD.
The perturbative QCD, however, leads to quite contro-
versia results. In the leading-order (LO) approxima-
tion, F_ amounts to about 10-20% of the corresponding
F, vauesat large Q? and, thus, acquires quite large con-
tributions at low x. The next-to-leading-order (NLO)
corrections to the longitudinal coefficient function are
large and negative at small x [1-5] and can lead to neg-
ative F| values at low x and low Q? values (see 5, 6]).
Negative F_ values demonstrate limitations of the
applicability of the perturbation theory and the neces-
sity of a resummation procedure that |eads to the cou-
pling constant scale higher than Q? (see[5, 7-9]).

The experimental extraction of the F| data requires
arather cumbersome procedure, especialy at small val-
ues of x (e.g., see[10]). However, new precise prelimi-
nary H1 data[11] on the longitudinal structure function
F_ presented recently have probed the small-x region

10°<x<102

In this paper, the standard perturbative QCD formu-
las and the so-called k-factorization approach [12]
based on the Balitsky—Fadin—Kuraev—Lipatov (BFKL)
dynamics[13] (seeaso[14] and referencestherein) are
used for the analysis of the above data. The perturbative
QCD approach is hereafter called the collinear approx-
imation and is applied at the LO and NLO levelsusing

T The text was submitted by the authorsin English.

Gluck—Reya—Vogt (GRV) parametrizations for parton
densities (see [15]). The corresponding coefficient
functions are taken from papers [1-3].

In the framework of the k;-factorization approach,
which we primary consider in this paper, the longitudi-
nal structurefunction F, wasfirst studied in[16], where
the small-x asymptotics of F| was obtained anayticaly
using the BFKL results for the Méllin transform of the
unintegrated gluon distribution, and the longitudinal
Wilson coefficient functions for the full perturbative
serieswere calculated at asymptotically small x values.
In this paper, we follow a more phenomenological
approach in [17], where we analyzed the F_ datain a
broader range at small x; we thus use parametrizations
of the unintegrated gluon distribution function ®(x,

k%)) (see[14)).

A similar study has aready been done in our paper
[17] using previous H1 data [18].1 The recent H1 pre-
liminary experimental data[11] isessentially more pre-
cise, which stimulates the present additional study.

2. The unintegrated gluon distribution ®y(x, k)

(where f isthe integrated gluon distribution in the pro-
ton multiplied by x and k; is the transverse part of the
gluon 4-momentum k),

2

Q
fo(x, Q% = jdkécvg(x, k%) @)

L We note that the F|_structure function has also been studied in the
framework of the ky-factorization in [19, 20].

1063-7761/05/10105-0811$26.00 © 2005 Pleiades Publishing, Inc.
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Fig. 1. Q? dependence of F (x, Q?) (at fixed W= 276 GeV).

The H1 preliminary €'p and €p experimental data are
shown as black points and black and white squares, respec-
tively (see [11]). Theoretical curves are obtained in the
kr-factorization approach with the JB unintegrated gluon

distribution: the solid curve correspondsto a“frozen” cou-
pling constant; the dashed curve, to the analytical coupling
constant; and the dash-dotted curve, to the frozen argument
in the coupling constant and the unintegrated gluon distri-
bution function.

(herein, k, = —ké) isthe basic dynamical quantity inthe
kr-factorization approa(:h.2 It satisfies the BFKL equa-
tion [13].

In the k;-factorization approach, the structure func-
tionsF,, | (x, Q?) aredriven at small x primarily by glu-
ons and are related to the unintegrated distribution

(Dg(xv ké) as

1 Q@
dz
Fai(x, Q) = [ [di
" 2
x5 €GNz QM k) Py(z kD),

i=ud,s,c

where g are charges of active quarks.

The functions C3 . (x, Q% m?, k) can be regarded
as structure functions of the off-shell gluons with virtu-
ality k? (hereafter, we call them hard structure func-

tionsin analogy to similar relations between cross sec-
tions and hard cross sections). They are described by

2In our previous anaysis [21], we have shown that the property

K2 = —ké leads to the equality of the Bjorken x value in the stan-

dard renormalization-group approach and in the Sudakov
approach.
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the sum of the quark box (and crossed box) diagram
contribution to the photon—gluon interaction (e.g., see
Fig. 1in[17] and [21]).

3. We note that the k?-integral in Egs. (1) and (2)
can be divergent at the lower limit, at least for some
parametrizations of dy(x, kZ). To overcome this prob-
lem, we change the low Q? asymptotics of the QCD
coupling constant within hard structure functions. We
here apply two models: the “freezing” procedure and
the Shirkov—Solovtsov analytization.

The “freezing” of the strong coupling constant is a
very popular phenomenological model for the infrared
behavior of a(Q?) (e.g., see [22]). The “freezing” can
be done in the hard way and in the soft way.

In the hard case (e.g., see [23]), the strong coupling
constant is itself modified: it is taken to be constant at

all Q2 values less than some Q;, i.e.,

a,(Q%) = al(Qp) if Q°<Qs.

In the soft case (e.g., see [20]), the subject of the
modification is the argument of the strong coupling
constant. It contains the shift Q2 — Q? + M?, where
M is an additiona scale, which strongly modifies the
infrared o properties. For massless produced quarks,
the p-meson mass m, is usually taken as the M value,
i.e., M =m,. Inthe case of massive quarks with amass
m;, the M = 2m, value is typically used. Below, we use
the soft version of the “freezing” procedure.

Shirkov and Solovtsov proposed [24] aprocedure of
anaytization of the strong coupling constant a(Q?),
which leads to a new strong analytical coupling con-
stant a,,(Q? having nonstandard infrared properties.
Here, we do not discuss theoretical aspects of the pro-
cedure and use only thefinal formulasfor the analytical
coupling constant a,,(Q?). They are given by

an(Q®) _ 17 1 N
4m Bo[ln(QZI/\z) +/\2—Q2} )
in the LO approximation and
%&ﬁzi[ 1
4t Bolin(Q*A?%) + byIn[1 + In(Q%/A?)/b,] @

2 2
grorea |
inthe NL O approximation, where 3, and 3, arethefirst

two terms in the ac-expansion of the B-function and
b, = B,/B5. The constant C, = 0.0354 is very small.
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Thefirst termsin theright-hand sides of Egs. (3) and
(4) are the standard LO and NLO representations for
a(Q?). The additional terms modify its infrared prop-
erties.

We note that numerically, both infrared transforma-
tions, the “freezing” procedure and the Shirkov—
Solovtsov analytization, lead to very close results (see
Fig. 1, aswell as[25] and the discussion therein).

4. As was aready noted above, the purpose of this
paper is to describe new preliminary H1 experimental
data for the longitudinal SF F (x, Q%) using our calcu-

lations of the hard structure function Cg,L(x, Q% P,

k?) given in our previous study [21] and infrared mod-
ifications of ay(Q? explained above. For the uninte-

grated gluon distribution ®(x, k?, Q3), we use the so-
called Blumlein's parameterization (JB) [26]. We note
that there are also severa other popular parametriza-
tions, which give quite similar results, with a possible

exception of contributions from the small-ké range
k% <1 GeV?2 (see[14] and the references therein).

The JB form depends strongly on the Pomeron inter-
cept value. In different models, the Pomeron intercept
has different values (see [27]). In our calculations, we
apply the H1 parameterization [28] based on the corre-
sponding H1 data, which are in good agreement with
perturbative QCD (see[28, 29]).

We calculate the structure function F, as the sum of
two types of contributions: that of the charm quark, Fi ,
and of the light quark, F| :

F. = FL+FL. (5)

For the F'L part, we use the massless limit of the
hard structure function (see [17, 21]). We aways use
f=4inour fits, because our results depend on the exact
f value very weskly (for similar results, see fits of
experimental datain [30] and discussions therein). The
weak dependence comes from two basic properties.

First, thecharm part of F, FE ,iIsquite small at the con-

sidered Q? values (see [17] for the F| study). Second,
the strong coupling constant depends on f very weakly

because of the corresponding relations between A val-
ues at different f (see [31]).

In Fig. 1, we show the structure function F_ with
“frozen” and analytical coupling constants, respec-
tively, as functions of Q? for fixed W in comparison
with the H1 experimental data sets (see [11]). The
results mostly coincide with each other. They are pre-
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Fig. 2. Q? dependence of F (x, Q?) (at fixed W= 276 GeV).
The experimental pointsare asin Fig. 1. The solid curveis
theresult of the k-factorization approach with the JB unin-

tegrated gluon distribution and frozen coupling constant,
the dashed curveisthe GRV LO calculations, the dash-dot-
ted curve is the GRV NLO calculations, and the dotted

curve is the result of the GRV LO calculations with pz =
127Q%

sented as solid and dashed curves, which cannot be
actually resolved in the figure.

The dash-dotted curve shows the results obtained
with a“frozen” argument a so added to the unintegrated
gluon density. The difference between the solid and
dash-dotted lines is not very big, which demonstrates
the unimportance of the infrared modifications of the
density argument. Below, we restrict ourselves only to
the modification of the argument in the strong coupling
constant entering the hard structure function.

Figure 2 contains the same solid curve as Fig. 1 and
also shows the collinear results for F| values. We use
the popular GRV parametrizations [15] in the LO and
NLO approximations. The k;-factorization results lie
between the collinear ones, which clearly demonstrates
the particular resummation of high-order collinear con-
tributions at small x values in the k;-factorization
approach.

We al so see excellent agreement between the exper-
imental data and the collinear approach with GRV par-
ton densitiesin the NLO approximation. The NLO cor-
rections are large and negative and reduce the F, value

by approximately afactor of 2 at Q% < 10 GeV?.

In Figs. 1 and 2, our k-factorization results are in
good agreement with the data for large and small parts
of the Q? range. We have, however, some disagreement
between the data and theoretica predictions at Q% =
3 GeV?2. The disagreement exists in both cases: for the
collinear QCD approach in the LO approximation and
for the k;-factorization approach.
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Fig. 3. Q% dependence of F (x, Q?) (at fixed W= 276 GeV).
The experimental pointsare asin Fig. 1. The solid curveis
theresult of the ky-factorization approach with the JB unin-
tegrated gluon distribution and uz = M% ; the dashed curve

isthe GRV LO calculations at 2= M3 .
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Fig. 4. Q% dependence of F (x, Q%) (at fixed W = 276 GeV).
The experimental pointsare asin Fig. 1. The solid curveis
theresult of the ky-factorization approach with the JB unin-
tegrated gluon distribution and at 2 = 127Q2, the dashed

curve is the GRV LO calculations at p2 = 127Q?, and the
dash-dotted curve is from the R, g-parametrization.

Comparing these results with Fig. 4 in Lobodzin-
ska's talk in [11], we conclude that the disagreement
comes from the use of the L O approximation. Unfortu-
nately, at the moment, only the LO terms are available
in the ky-factorization approach. The calculation of the
NLO corrections is a very complicated problem
(see[32] and the discussion therein).

A rough estimate of the NLO corrections in the
k-factorization approach can be performed as follows.
We first consider the BFKL approach. A popular
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resummation of the NLO correctionsis donein [8] in
some approximation. It is demonstrated in [8] that the
basic effect of the NLO corrections is a strong rise in

the o, argument from Q2 to Q% = KQ?, whereK = 127,
i.e, K> 1, whichisin agreement with [5, 7, 9].

The use of the effective argument Q% in the
DGLAP approach in the LO approximation leads to
results that are very close to the ones obtained in the
NLO approximation (see the dot-dashed and dotted
curvesin Fig. 2). Thus, we hope that the effective argu-
ment represents the basic effect of the NL O corrections
in the kq-factorization framework, which in a certain
sense lies between the DGLAP and BFKL approaches,
as was already noted above.

The necessity of large effective arguments is also
demonstrated in Fig. 3, where we show the k;-factor-
ization and collinear results for the nonrunning cou-

pling constant. Its argument is fixed at Q2= M3, giving
o, = 0.118 (see [33)]); i.e., the considered argument is
larger than the majority of the Q?-values of the consid-
ered experimental data.®

The results obtained in the k;-factorization and col-

linear approaches based on Qiﬂ argument are pre-
sented in Fig. 4. In comparison with the ones shown in
Fig. 1, they are close to each other because the effective
argument is substantialy larger than the Q? value.
There is a very good agreement between the experi-
mental data and both theoretical approaches.

Moreover, in Fig. 4, we also present the F| results
based on the R4 parameterization for the R = o, /05
ratio (see [34]) (because F, = F,R/(1 + R)), improved
in[35, 36] for low Q? values and the parameterization
of F, data used in our previous paper [17]. The results
are in good agreement with other theoretical predic-
tions as well as with experimental data.

5. CONCLUSIONS

In the k;-factorization framework, we have applied
the results of the calculation of the perturbative parts

for the structure functions F, and F| for agluon target

having squared nonzero momentum, in the process of
photon—gluon fusion [17, 21], to an analysis of recent
H1 preliminary data. The perturbative QCD predictions
are aso represented in the LO and NLO approxima-
tions.

We have found very good agreement between the
experimental data and collinear results based on the
GRV parameterization in the NLO approximation. The
LO collinear and k-factorization results show dis-

agreement with the data at some Q? values. We argued

3 The study was also initiated by a conversation with L. Lénnblad,
whom we thank.
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that the disagreement comes from the absence of NLO
corrections in the k;-factorization approach. Another
reason is discussed in [36]. We modeled these NLO
corrections by choosing a large effective argument of
the strong coupling constant and argued for our choice.
The effective corrections significantly improve the
agreement with the H1 data under consideration.
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Abstract—Feynman’s disentangling theorem is applied to noncommuting operatorsin the problem of quantum
parametric oscillator, which is mathematically equivalent to the problem of SU(1, 1) pseudospin rotation. The
number states of the oscillator correspond to unitary irreducibl e representations of the SU(1, 1) group. Feynman
disentangling is combined with group-theoretic arguments to obtain simple analytical formulas for the matrix
elements and transition probabilities between theinitial and final states of the oscill ator. Feynman disentangling
of time evolution operators is also discussed for an atom or ion interacting with a laser field and for a model
Hamiltonian possessing the “hidden” symmetry of the hydrogen atom. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

Feynman disentangling (FD) of noncommuting
operators was applied in [1] to the quantum harmonic
oscillator driven by an arbitrary force f(t) and to quan-
tum electrodynamics[1]. The expression for the transi-
tion probability between the number states of the oscil-
lator with quantum numbersmand nat t — —co and
+oo derived in [1] was considerably simplified in [2].
In [3], FD was used to cal cul ate the time-varying pol ar-
ization state of a particle with arbitrary spin interacting
with an arbitrary applied magnetic field H(t). However,
FD has never been widely used.

In this study, FD is applied to the quantum paramet-
rically driven oscillator

A = %‘p2+%oo2(t)q2, A=m=1, (L1

to obtain a disentangled expression for the evolution

operator S(t, t;). The problem is examined from a
group-theoretic perspective, and its relationship to uni-
tary irreducible representations of the group SU(1, 1) is
established, which makes it possible to avoid cumber-
some algebrain finding analytical expressions for tran-
sition probabilitiesw,,,, (in terms of Wigner D functions
for thisgroup). FD isapplied to describe an atom or ion
interacting with electric field é(t) and to disentangle
the evolution operator for a model Hamiltonian pos-
sessing the “hidden” symmetry of the hydrogen atom.
In Appendices A—C, the Wigner D functions corre-
sponding to the representations of interest for this study
are obtained in explicit form, exact solutionsto the Ric-
cati equation arising in FD applications are considered,
and some details of calculations are given.

The results presented here were announced, in part,
in[4].

2. FEYNMAN DISENTANGLING
AND GROUP THEORY

The Hamiltonian of the harmonic oscillator contains
noncommuting operators. [p, g] = —. The frequency
w(t) can be any function of time satisfying the condi-
tion

(2.1)

which makes it possible to specify initia and final
oscillator number states, |[m, w_Cand |n, w,[]Defining

~ 1.
=24

2

B =20 C=3(pa+ap), (22)

we have a closed operator algebra, as in the problem
examined in [1]:

A = W’ ()A+B,
o R eDAr 23
[A B] = 2iC, [AC] =iA, [B,C] =-iB.
However, straightforward application of FD to the evo-
lution operator

1) = Texp[)—lj'Dlp + (1) g2 dtD 2.4)

does not lead to the desired result, because the operator
to be disentangled is again contained in the exponential
at the next step of the process. This difficulty is elimi-

1063-7761/05/10105-0817$26.00 © 2005 Pleiades Publishing, Inc.
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nated by using a procedure suggested in [3]. Rewriting
the integrand as

A= 2p7+ S’ =xA+ (P -x)A+B, (25)

without specifying the function x(t), we apply Feyn-
man’s disentangling theorem [1] to the first term:

St 1) = exp(-a(t)A)

o 0 (2.6)
x Texpg—iI{ (W =X)A" + BY dtp, '
0 0
where

t
a(t) = ifx(tHdt,
tJ- (2.6)
O' = exp(aA)Oexp(-aA).
Notethat t' in both (2.4) and (2.6) is an ordering param-
eter in the sense of [1]. The operator O' is aso intro-
duced by following [1]. Differentiating (2.6") with
respect to a and using commutation relations (2.3), we
obtain
A=A, C =C+iaA,
B' = B+2iaC-a’A.
The condition for disentangling the exponential opera-

tor expression above with respect to the operator Ais
the following Riccati equation for a(t):

2.7)

a = i[wi(t)-a7. (2.8)
After disentangling the operator expression with

respect to C, the operator S(t, to) is written in the
desired completely disentangled form as

: a L U
S(t,to) = exp%—éqa%exp%rz(pq +gp)]
(2.9
b
<030
where b(t) and c(t) are expressed in terms of a(t) as
guadratures:

c(t) = J’a(r)dr,
° (2.8)

t

b(t) = iexp{—iIC(T)dr}.

to
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To calculate the transition amplitude between initial
and final states |m, w_Cand |n, w,[]

A, = 0, w,|(c0, —0)|m, w_[ (2.10)

one should write the initial and final wavefunctions in
the p and g representations, respectively, using the fact

that the operator C has a continuous spectrum of eigen-
values, —0 < A < co;

m)\[l: T[—]JZX—ll2+2i)\, HJP\D: T[—1/2p—]J2—2i)\,
ANT= 8(A =A").

This completes the formal solution, but the resulting
integrals are very difficult to calculate anayticaly. To
derive compact expressionsfor w,,,, FD should be com-
bined with group-theoretic arguments, as donein [3].

To dorthis, let us change from operators (2.2) to their
linear combinations

2 1 ~ 1
Ji=Z(pa+ap), Jo = Z(qz—pz),
. 2.11)
Jo = Z(P"+ ),

which satisfy the commutation relations for the gener-
ators of the SU(1, 1) group,

[J.,3] = =230, [Jo, Js] = +3.,
[3% 34 = o.

Here, 3. = J; +iJ, = +i(q ¥ ip)%4 and 3% is the
Casimir operator (analog of total angular momentum
squared), which reducesto ac number for the operators
in(2.11):

3=3-31-3=-316=j(j+1). (213

This means that the irreducible representations of
V(1, 1) with “weights’ j = —-1/4 and —3/4 correspond,
respectively, to the even and odd number states, which
do not mix under time evolution because the potential
V(qg) = w’g?/2 is an even function. The spectrum of the

operator Jo definedin (2.11) consistsof A, = (2n + 1)/4
with integer nonnegative n:
A, = k+VU4=—j+k, |j=-V4
for n= 2k, and
A, =—j+k, |j=-34

forn=2k+1(k=0,1,2, ..., wherek = 0 corresponds
to the lowest eigenstate in either representation). Both
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representations are unitary (since S'S= 1 for quantum-
mechanlcal evolution operators) and infinite-dimen-
sional.k It iswell known that all finite-dimensional rep-
resentations of SU(1, 1) are nonunitary (e.g., see (A.2)
in Appendix A).

Thus, the oscillator problem is equivalent to the
problem of SU(1, 1) “rotation” of a pseudospin J:

t

S(t, ty) = TexpEH Iwa(t')jadt%,
] [l

where w* = —w =i(1-w?)/2 and «’ = 1 + o?. By anal-
ogy with the Wigner D functions [10, 11], the finite-
rotation matrix elements are written as

Di(9) = exp(=ipy) fL(B)exp(-ive),
0<B <o,
where g = g(y, B, ¢) 0 SU(L, 1), ¢ and ¢ denote the
Euler angles for Euclidean rotations about the X, axis
Oy, ¢ <2m), ffﬂv) (B) and the parameter 3 correspond
to ahyperbolic rotation in the (x;, %,) plane, and p and

v areeigenvalues of Jo (U =—j for the lowest eigenstate
in an irreducible representation). According to (2.12),

J. and J_ are, respectively, the raising and lowering
operators that change the eigenvalue of Jo by +1 and

-1 and the energy eigenvalue by +2 and -2 (jn0—
[n+20).

The transition probabilities between oscillator
eigenstates are expressed as

= [Aml® = |10, B)
k,1 =01,2,...,

(2.14)

where

j=-14, k=m/2, | =n/2 (2.14)
for even eigenstates;
j =34, k=(m=2)/2, | =(n-1)/2 (214"

for odd eigenstates; and

SR X NEES:

in either case. These expressions elucidate the group-
theoretic aspects of the problem under analysis.

1 Thisis anatural consequence of the fact that SU(1, 1) is a non-
compact group [5]. An analogy more familiar to physicistsis the
homogeneous (proper) Lorentz group [6-8]. A detailed represen-
tation theory of the Lorentz group can be found in [9].
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An expression for f”)([}) is obtained by analytic

continuation of the Wigner functions? d\J, (9) for the

unitary group SU(2) to the pseudounltary group
(L, 1) by replacing & withiBandj = 1/2, 1, 3/2, ...
with the values of j given above:

|f(])J| J(B)|

k! k- 2]) k=1 —2j
(k—I)' T (1-2j)° (1=p) 215
X[FE—I,Zj +1-1; k—-1+1,; _T T
p = tanh’ B

whereF(...) =,F4(...) isGauss's hypergeometric func-
tion and k = | (an analogous expression is valid for
k <1). Inthe particular case of | =0, we have

10,5 = [0’

_ [(k=2j) « -2
k'r( 2])p (l_p) J,

and unitarity isreadily verified:
i 2
S ld )" =

u

After performing some algebra (see details in Appen-
dix A), final expressionsfor the|m, «w_0—— |n, w,[tran-
sition probability are obtained:

Kl MK-2j) k-

(2.16)

Wy = . 1-p)™
(K—L)?L M (L =2j) (1=p) (2.17)
x F3(-L, K =2j; K—L +1; p),

whereK =max(k, 1), L =min(k, 1), and K—L = |m—n|/2.

Since L = 0 is an integer, the hypergeometric series
reduces to a polynomial. Probability (2.17) satisfiesthe
reciprocity condition

Winn(P) = Wam(P),
which is specific to harmonic oscillator.

(2.18)

3. EXAMPLES

L et us compare the expressions abtained above with
results of independent calculations.

2 These functions were analyzed in detail in [10, 11] and tabulated
in[11] for j < 5. However, the tables cannot be used directly to

; ; (i ; ; :
determine the functions fuv (B) derived in Appendix A. The

parameter (3 in (2.14) (or p in (2.15)) characterizes the degree of
excitation of the oscillator (p is discussed in Appendix B, where
several exact solutions are considered).
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Example 1. Substituting j = —1/4 and —-3/4 into (2.16)
yields the transition probabilities from the two lowest
oscillator eigenstates:

r+12)

e Ilr(1/2) o (3.1)
_T(+32) '
Wi oi+1 = W p(1- )

in agreement with [12-14]. For transitions from the
second excited level,

_ IF(I + 1/2) 2I +1
Va2 = 2D (312) 1= "H
x p"lA/l—p, I>1

and Wy, = p/1—p/2 (I = 0). Analogous formulas are
obtained for transitions from the next level (m= 3).

Example 2. For diagona transitions (m = n), we
obtain

(3.2)

Won(P) = ~1—plpa(P)]?,

nn+l
Pa(P) = Fiff5 5 1 (33)

+11pH

Asshown in Appendix A, these formulas can be written
in the unified form

Wy, = J1=psF(—n,n+1,12;1,1; p)
by using the generalized hypergeometric series[15]
sFo(-n,n+1,12;1,1; x)

=41 sz1D 2

(3.4)

—_ n (Zk)l (n+k)| y
) kZOZZK(k!)4(n—k)!(_X) .

This representation facilitates analysis when p is small
(i.e., when the oscillator isin alow excited state):

_ 4.1 1 2 _ 2
wW,,(p) =1 2Np+32(3N AN -3)p

1

(5N —28N° +11N+48)p 73778

~576 (35

x (35N* —520N° + 1706 N” + 840N — 4941)p” — ...,

where N = n? + n + 1 (see detailed calculations in
Appendix C). The small parameter in this expansion is
n?p, and the coefficient of p¥isapolynomial of N with
the highest degree term (=) (2k — 1)!1/24(k!)3]NK,
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For any pair of quantum numbers mand n,

Won(p) Op™ "%, p—=0. (36)

In the adiabatic limit, when p < 1, transitions with
|[m = n| > 1 correspond to high-order termsin perturba-
tion series and are therefore strongly suppressed. The
adiabatic regime is further discussed in Section 4,
where formula (3.6) is refined.

Example 3. In the opposite limit of p — 1, the
probability that the oscillator remainsin theinitial state
ast —»= +oo isvery low:

c,(1—p)"* for even n,
Wy =0 | s (37
[k, (1—p)”" forodd n,

where
6, = [rEt1 fmrD s o]

i.e,co=1,¢=14,andc,~Unforn> 1.

Thus, comparison with nontrivial examples con-
firms the validity of expressions (2.15)—2.17), which
are derived here somewhat heuristically (by analytic
continuation of the SU(2) Wigner functions to
(1, 1)). Their relationship with the expressions for
W, Obtained in [13] is discussed in Appendix A. Note
that neither (2.17) nor (3.4) can be found in available
literature, whereas both expressions are suitablefor cal-
culational purposes. In particular, they entail adiabatic
expansions (3.5) and (4.1).

Eéample4. When applied to a D-dimensional oscil-
|ator,

[P dd = -0, (3.8)

= 23 (Pl + (o,

FD results in the product of D operators having the
form of (2.9). Since these operators commute, the
|OC—— |OCtransition probability is

W' = J(1-p)(1-po)..
For an isotropic oscillator,

(1-pp)-

wi = (1-p)°"% = (coshBr2)™. (3.9)
It follows from comparison with (A.5) that
j = -Dl4, (3.10)

inthis case, and the |J0C0— |2l (transition probability is

o _ M'(l1+D/2) |(1 p)D/Z

02 = IF(D/2) (3.12)

3 See also [16, 17] and further referencesin [17].
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This obviously implies that lwg'?zﬁ =1 for any D

(i.e., unitarity holds). The parameter p characterizesthe
probability of transition to the level closest to the
ground level: w,/w, = Dp/2.

Sincej = -1/2 for D = 2, the corresponding expres-
sion (3.11) is similar to the distribution of n pairs of
charged scalar bosons in a state with definite momen-
tum p created from vacuum by a time-dependent uni-
form electric field é(t):

Wo(p) = |£532, 1,(B)° = (1-p)p",
n=012,...,

where p depends both on é(t) and on p. This distribu-
tion was obtained in calculations performed in [18, 19],
in particular, in the case of a field with pulse profile
E(t) = €, /cosh?wt, for which both Klein—Gordon and
Dirac equations can be solved exactly.

In the problem of particle—antiparticle pair creation

from vacuum, if the two-mode SU(1, 1) generators Ja
are defined in terms of the creation and annihilation

operators(J. =a'btand J_ = bafor s= 0and 1/2), then
probabilities (3.12) can easily be calculated [19]. The
group-theoretic aspects of this problem for particles
with arbitrary spin swerediscussed in[20]. It should be
noted here that p ~ exp(-Tté /€ ), where €, = méc¥/efi
is the Schwinger critical field in quantum electrody-
namics [21-23]. Its numerical vaue is €, = 1.32 x
10 V/cm for €*. Being proportional to n, this quan-
tity is on the order of 10! V/cm for 1t mesons. (There-
fore, only the case of s= 1/2 is of real interest.)

In recent years, the experimental observability of
electron—positron pair creation from vacuum by a
focused laser pulse (Schwinger effect) is widely dis-
cussed intheliterature (e.g., see[24—26] and references
therein).

(3.12)

4. ADIABATIC REGIME

When the oscillator frequency is a slowly varying
analytic function of t with singular points located at
finite distances from the real axis, the Landau—Dykhne
adiabatic approximation can be applied [27-30]. In this
case, p (aswell as reflection coefficient p = |RJ?, where
R is the reflected-wave amplitude in the solution to the
Schrédinger equation obtained by replacing t with x) is
exponentially small (see Appendix B). Asp —= 0O,
expression (2.17) reducesto

n,! q
n= 5 P
(2% n.!
mn+(m+n)/2+1 0
BT @y PO
g = |m-n|/2.

W

4.1)
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Thisexpansion isvalid for arbitrary mand n. The tran-
sition probability rapidly decreases with increasing
|[m—=n|. In particular,

Wn,niz = dip_dipz"' ey

) (4.2)
Wonea = hep™+ ..., p<1,
where
d, = i(n2+-3n-k2), d = i(nz-ny
d,+d = ZN 4.2)
+ — 2 1 .

h, = %di[di+21%+%}.

The corresponding expansion of the diagonal transition
probability is given by (3.5). For [m—n| = 6, the transi-
tion probabilities are

_ (n+2K)! «

Wnneae = Sz P
_n(n=1)...(n—=2k+1) « 4.3
Whnook = 22kk|2 p +...,
k=>1.

Hence,

Wn,n—2k — 1_4k2

—r-]—+O(n_2), p<1l n-_»oo,

Wn, n+2k
Introducing
WE:) = Wnn'1 M_) = Wnn'a (44)
nZn nZn
and using (4.2), wefind
Wy -w;”
(4.5)

= %+%[p—i(n2+n—l)p2+ ]

Thus, when p is small, the total probability of upward
transition from any level exceeds the total probability
of downward transition for any w(t). According to
numerical calculations (see Fig. 1), thisistrueforp~1
as well. For comparison, Fig. 2 shows diagonal transi-
tion probabilities. All functions w,,,(p) are not mono-
tonic except for those with m =0 and 1. It can readily
be verified that the sum of all expansionsin (3.5) and
(4.2) isunity up to terms of order p3, which are not writ-
tenout in (4.2). Thus, the unitarity condition is satisfied
to second order in p.

Let us compare the expressions obtained here with
Dykhne's results for transition amplitudes a,,, corre-
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wE
1.0 T T T T

0.8

0.6

0.4

W

0.2 )

0 0.2 0.4 0.6 0.8

1.0
p

Fig. 1. Probabilities W,(T:) and wﬁ;’ of upward and down-

ward transitions from the mth oscillator state. Values of m
are shown at curves.

sponding ton> 1 (Eq. (3.28) in [28]):
a. = 1+i81+12%|mR,
1
an+2,n = E%_%R1

1
an—2,n = _551 + %R*.

(4.6)

A comparison shows that these formulas with m # n

POPOV

agree with (4.2) if a,,,, and a,_,, in (4.6) are
replaced with a, ,_, and a, . ,, respectively, and the
terms of order unity in the coefficients of the powers of
p in the corresponding expansions of W, = [a[* are
neglected (as compared to n? and n).

Note that the unitarity condition can be used to
uniquely determine the next term in the expansion of
a,,whenn> 1:

a. = 1+iEw+%E|mR
-i(n2+ M[IR2+2(ImMR)Y +...

= mexp[i%\+%lmR+ }

The vaue of a,, depends not only on p = |R[?, but also
on the phase in R = ./p exp(i$), which changes with
shiftin potential or wX(t) (e.g., see (B.4)), whereasw,,, is
independent of ¢.

4.7

5. ATOM
IN TIME-DEPENDENT ELECTRIC FIELD

Let us apply FD to the interaction between an atom
and a laser field. In the dipole approximation (ag =

h2me? < A, where A is the laser wavelength), the sin-
gle-electron Hamiltonian is

b= %pz—e‘é(t)r +U(r), (5.1)

where €(t) = —1A (t) isthefield of aplane light wave
and U(r) isthe atomic core potential . Hamiltonian (5.1)

Wnn
1.0F T T T T =
(b)
0.8 -
0.6 -
0.4H -
0.2 n=7 5 7
1
0 0.2 0.4 0.6 0.8 1.0 0 0.2 0.4 0.6 0.8 1.0
p
Fig. 2. Probabilities wy,, of diagonal transitionsvs. p: (8 0sn<4; (b)n=5,7.
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contains noncommuting operators (e.g., see [31, 32)).
Defining

>
I
|
©
o
I
&R
5
o»
I

8 p, (5.2)

=0,

S, >
= o
|

(5.3)

where | isthe |dent|ty operator. Thus, we have aclosed
operator algebra, and FD can be applied to abtain

S(t, t,) = Texp%-i Iﬂ(t')dt%
0 0

ie

= expE—EA(t) e (5.4)

O, 0

XTexpD—iI[A'+U(r)]dt'D,

O O

where
Al = ; |aDpze—|aD _ %(p_a)z’

(5.5)

=&
a-= CA(t).
If U(r) is a short-range potential,5 then the evolution
operator can be disentangled:

t,ty) = exp[——A(t) D}
O t o . (5.6)
[ . .
x expg—éﬂp—aA(t )} dtg.

The Volkov wavefunction i, = Sexp(ip - r) of an
electron in electromagnetic field has been employed in
theoretical calculations since a well-known study by
Keldysh [34]. For anonrelativistic el ectron,

wo(r,t) = (2m)~?
x exp%{P(t) 7 — %Ipz(t')dt}g, 51
0 ) 0

where P(t) = p — (e/c)A(t). Function (5.7) has been used
to obtain various results in the theory of ionization and

4 Unlike (2.3) or (2.12), it should be a degenerate algebra. How-
ever, it can easily be shown to satisfy necessary conditions for a
Liealgebra[5].

5 This is a good approximation in the case of a negative ion, such
asH™ or Na (e.g., see[33]).
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excitation of atomsand ionsby intenselaser fields (e.q.,
see reviews in [35, 36]). Discussion of these results
would be inappropriate here, since we only illustrate the
disentangling of operator expressions containing (5.1).

6. MODEL
WITH A “HIDDEN” SYMMETRY GROUP

The model Hamiltonian

H = Ho+ oy (t) [L + w,(t) A, (6.1)
wherei=m=e=1,
N o- 12 1 1 _ r
Ho=3p"-7 A =3(Lxp-pxL)+-, (62

L =r x pistheorbital angular momentum, and A isthe
Laplace-Runge-Lenz vector [37, 38], can be inter-
preted as the projection of the Hamiltonian of the
hydrogen atom interacting with fields € and H onto the
subspace spanned by the energy eigenstates (see aso
remark at the end of this section). It iswell known that
the energy eigenstates of the hydrogen atom are degen-
erate. Thisis explained by a“hidden” symmetry of the
Hamiltonian: the bound states (characterized by princi-
pal quantum numbers n = (2E)2 =1, 2, 3, ...) are
invariant under SO(4), and the continuum states are
invariant under the Lorentz group SO(3,1) [39-43].

Defining N = (—2H,) YA = nA for the bound states, we

obtain®
[L,L] = [N,N] =iL, [L,N] =N, (6.3)
L?+N% = n°—1. (6.4)

These relations are analogous to the commutation rela-
tions for the SO(4) generators. The eigenvalues of N2
vary between n? — 1 for s-statesand N2=n—1for | =
n— 1 (circular electron orhits). Introducing the opera-
torsl; , = (L = N)/2, wefind

[l 1] =iy, [l 1] =ity [l 1] =0,

12 =12 = (n>=1)/4, [Fo,1,] = [Ho, | (63)

)] =0.

The change from (6.3) to the operators | ; , corresponds
to the decomposition SO(4) ~ SU(2) O SU(2). Introduc-
ing

t

1 1 1
Qu2(1) = [|ou(t) £ Jou(t) ot (6.6)
0
6 Here, therelation [A, B] = iC isinterpreted as[Ay, Bl = i€mCm
Notethat [I, 1] =il holdsfor the SU(2) generators.
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Fig. 3. Position of vector A for electron in Kepler motion.

and using the fact that 1, and |, commute, we abtain
t

A _ o..~ .. .0
S(t,0) = Texpg—ljo'H(t)th 67)
= exp(—Et)exp(—i, 0,)exp(-iL,0,).

Analogously, for continuum states (with energy E =
k?/2 > 0), we have

N' = (2H,) ™?A = %A, NZ = (I +1)+1+K?>

Hence, therelations

[L,L] = -[N,N7 =iL, [L,N7 =iN/
hold for the generators of the Lorentz group instead
of (6.3). Defining J; , = (L * iN')/2, where J; and J,

satisfy commutation relations similar to (6.5), we write
the evolution operator as

. K o
S(t,0) = eXpE—IE%exp(—lﬂll:ﬂl)

x exp(-iQ; L),

(6.8)

where

t

Q) ,(t) = I[(ol(t') Fikw,(t")]dt'. (6.9

Since the operators |, and |, (as well as J; and J,)
commute, these formulas can be obtained without
invoking FD. Then, the exponentials in the evolution
operator generated by Hamiltonian (6.1) are disentan-
gled (by introducing I, 1y, |_, €tc.) by analogy with the
problem of spin precession in a time-dependent mag-
netic field [3], which completes the application of FD.
Even though operator (6.8) is unitary, neither

exp(-i Q7 - J;) nor exp(—L, - J,) isaunitary operator,
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because J, and J, are non-Hermitian operators (J; = J,
and J; = J,).

The matrix elements for transitions between hydro-
gen atom eigenstates with equal energies E and differ-
ent orbital angular momenta can easily be written out.
For E < 0, we have the Wigner functions for the repre-
sentation 9(j,, j,) of the SO(4) group withj, =j, = (n—
1)/2. For continuum states, they correspond to the infi-
nite-dimensional ” unitary principal series representa-
tion 2 (0, p) of the Lorentz group [6-9], with theinvari-
ant p = 2/k corresponding to the eigenvalue

E = im, MY =

2 = LN s %H

of the scalar operator F, where M, = XuPy — %Py isthe
4-momentum operator. (Note that (6 10) is obtained by
replacing nin (6.4) with ip/2.) The pseudoscalar invari-
ant

(6.10)

G =gt pvp(,M“Vlvl'”

of the Lorentz group does not vanish only for nonzero-
spin particles. However, the electron spin is neglected
in(6.1).

A final remark should be made here about the phys-
ical meaning of theterm ®, - A in Hamiltonian (6.1). In
classical mechanics, A =L x p + ar/r for a particle
moving in the potential U(r) = —a/r. The inner product
of thisrelation with r yields the orbit equation

_ D L A

T—ecosp’ p 3 e 5 (m=1). (6.11)
The vector A is aligned with the major axis of the
elipse, and its magnitude is proportional to its eccen-
tricity e (see Fig. 3). The dipole moment of a particle
with charge —1 averaged over the Kepler period is [d[F
3ea/2, where a = a/2|E| is the semimgjor axis of the
orbit. In the semiclassical approximation, we therefore
obtain

_ 4 _ 2
- §|En|mD_ 3_r12

o, (6.12)

Thus, for eigenstates with energy E (degenerate
with respect to the orbital angular momentum 1), the
term o, - A corresponds to the diagonal matrix element
of the dipole interaction operator €(t)d O (€ - r). How-
ever, the off-diagonal elements (proportional to [@L],)

" This is clear even from the fact that the orbital angular momen-
tum | is not bounded from above for eigenstates with E > O,

whereas 0< | < n—1for E,=-1/2n’<0.
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are not taken into account here. The reliability of this
approximation requires additional analysis.

7. CONCLUSIONS

It is shown that FD can be used to disentangle the
evolution operators generated by certain Hamiltonians
and find exact solutions to quantum-mechanical prob-
lems. However, this approach is not as versatile as the
Feynman diagram technique in perturbation theory.
This may explain the fact that FD is not widely
employed by physicists. However, when FD is applica-
ble, it can be used to obtain a solution for arbitrarily
varying parameters (force f(t), oscillator frequency
w(t), etc.).

The oscillator problem considered in [1] involves

only two operators, & and a'. Since their commutator
[a, a'] = 1 is ac number, the application of FD leads
directly to the desired result. In the models considered
bothin[3] and inthe present study, aLieagebraisgen-
erated by three operators contained in a Hamiltonian.
The corresponding operator expressions are disentan-
gled by using a procedure proposed in [3] in the frame-
work of Feynman's operator calculus and explained by
Egs. (2.5) and (2.6). Once the group-theoretic structure

of the evolution operator S is elucidated, compact ana-
Iytical expressions for transition probabilities w,,, can
be written in terms of matrix elements of unitary irre-
ducible representations of the SU(1, 1) group, which
are infinite-dimensional by necessity. Both transition
amplitudes A,,,, and probabilities W, = |An,[> are deter-
mined by parameters that can be found by solving the
Riccati equations arising in FD applications (see [3] or
Eqg. (2.8) above).

It would beinteresting to explore the applicability of
FD to Hamiltonians containing n > 3 noncommuting
operators and therole played by group theory inthedis-
entangling process.
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APPENDIX A

L et usdiscuss herethe relationship between theirre-
ducible representations of the groups SU(2) and
(1, 1) and derive formulas (2.15)—2.17).
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The spinor representation of the SU(2) group hasthe
form

. D .
g = eXpE—I%O'geXp%—IEO’EGXD%—|(I—2)OE, (Al)
g'g = 1,

where ), 9, and ¢ are Euler angles(0< 9 <m). Ananal-
ogous representation of SU(1, 1) is obtained by replac-
ing 9 with if3:

explido = H cos(9/2) —isin(9/2)F
0270 0 jsn(9/2) cos(8/2) O
(A2
Ecosh(B/Z) sinh(B/2) E_

0 sinh(B/2) cosh(B/2) 0

The resulting representation is finite-dimensional and
nonunitary: gg = 1, with

By assumption, the matrix elements of unitary rep-
resentations (with j = —1/4, —3/4) can be found by ana-
Iytic continuation of the Wigner D functions[10, 11] of
U(2) with the substitution of

9 —iB, 0<PB<oo;

j = =14 or j = -3/4.
Thisassumption is substantiated by the following argu-
mentation.

(a) For the SU(2) group, it is known that

(A.3)

. . '8 2]
dif(®) = d9(8) = goszy .
(A4
_ol,3
] = 0,2,1,2,....
Using (A.3), we obtain
. 2j »
f9,8) = Bosh = (1-p)".  (A5)
After substituting j = —1/4 and —-3/4, we have
— 2
Woo = [f52(B)]” = J/1-p,
(A.6)

Wy = (1—9)3/2, p = tanhzg,
which agrees with the results presented in [12-14].
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(b) In the more general caseof m=0 —n=2| or

m=1—» n=2l + 1 transition,8
dV,_(9) = C%an %:Oszm ,

_ (2j) _.a F(1=2j)
¢= A/l'(ZJ—l)' = J

I (=2j)’
This result entails formulas (3.1), which were obtained
independently in [12, 13]. This substantiates the valid-
ity of the analytic continuation.

(A7)

() In the general case, the Wigner D functions of
U(2) can be expressed in terms of the hypergeometric
function ,F; (see[11]). Invoking formulas (16) and (17)
from [11, Section 4.5] withp=1-jandv =k -], sub-
stituting (A.3), and using the representations

2= _
2j-kr

r2j+1-1)
F(2) +1-K)

_ k-1l (k=2j)
IR )

we obtain expression (2.15) for k = I. Finally, changing
from the argument zin ,F(...; 2) to zZ/(z— 1) (see Sec-
tion 2.9.3in[15]), we obtain (2.17).

Note that D)) (e) = §,, if e is the identity of the

(0
group. Therefore, the dlagonal elements fp‘“ (B) are
uniquely determined:

25 1,(8) = Fposn
x 2F1%—k, k-2j; 1, tanhzg'ﬂ (A.8)
k
_ Z KIT (k+s—2j)
=(1-p)"
AP Y Sz
wherej=-1/4orj=-3/4(k=0, 1, 2, ...). The phase

factors corresponding to 4 # v remain undetermined,
but they are not required in calculations of transition
probabilities.

Formula (3.4) is obtained by using the identity9

[,F.(a b;a+b+ 12 z)]2
= sFx(2a,2b,a+b;a+b+1/2,2(a+b); 2),

8 For details, see [11, 44]. Here, we omit a phase factor, which is
not essential for this presentation. Note that the SU(1, 1) group
was referred to as QU(2) in [44].

9 See Section 4.3.1 in [15]. This is the only case when Gauss's
hypergeometric function squared can be expressed as the function
3F, of the same argument.
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wherea=-1/2, b=(n+ 1)/2. Analogoudy, formula(2.17)
for j = —1/4 can be rewritten as

K! F(K+1/2) K-L 12
Wi = (K —L)! |_|I'(L+1/2) (1-p)
x Fp(=2L, 2K + 1, K —L + 1/2;
K-L+1,2(K-L)+1,;p),

whichyields (3.4) whenm=nand K=L =n/2.
(d) At first glance, the expression for w,,,, obtained
in[13],

n<! A <|nlm-n A2
mn — m 1_p|P‘(m+rL;/22( 1_p)| ’
substantially differsfrom (2.17) and (A.9). The equiva-

lence of these expressions entails certain relations
between special functions. For example, if m=n, then

(A.9)

(A.10)

JFL(~n/2, (1-n)/2; 1; sin°B)

(A11)
= (cos0)"P,(1/cos8).
This identity can be verified directly for small n, but it
cannot be found in[11, 45]. An analogous identity con-
taining associated Legendre functions holds for arbi-
trary mand n.

(e) Itisclear from (A.2) that the unitarity of arepre-
sentation may not be preserved after the substitution
9 — if3, requiring that

z|f(l)(B)| z|f(J)(B)|

u v

(A.12)

These necessary, but not sufficient, conditions are satis-
fiedfor (3.1) and (3.11) (i.e., form=0and m= 1). How-
ever, these simplest formulas may not be typica
because they correspond to upward transitions. For
m = 2, unitarity condition (A.12) yields

M« T(k+302)
JA-pet kZO(k+ DT (302)

(A.13)

x[k+ 1—%+%p}2pk§5 1,

O<p<1l.

An analogous condition holds for m = 3. These rela-
tions were verified numerically for p between 0.01 and
0.99 with aprecision of at least 1072,

APPENDIX B

According to [13, 37], its holds that p = |C,/C %,
where the constants C, , are determined by solving the
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classical equation of motion X + w?(t)x = 0 subject to
the conditions

_ DeXp(lw—t)v t— —0o, (Bl)

X(t) =
® Ciexp(iw,t) + Coexp(—iw,t), t— +oo.
The parameter p can be interpreted as a barrier reflec-
tion coefficient if t and x(t) are replaced with g and
W(q), respectively. By changing to a(t) = — x (t)/x(t),
equation (2.8) is obtained and it is found that a(—o0) =
w_and

2

W, —a)? (B.2)

= lim
P w, +a(t)

t - o

Thus, p can be calculated by solving the Riccati equa-
tion derived by using FD. Consider the following
examples.

Suppose that
w(t) = 0w B(ty—t) + w,0(t—ty),

which corresponds to an instant change in oscillator
frequency from w_to w, . The Riccati equation iseasily
solved: a(t) =w_att <ty

a(t) = w,
(00+ + (*)—) exp(l(*)+T) — ((*)+ _(’0—) exp(_l (*)+T)
(w+ + (’o—) eXp(I(;)ﬂ,') + ((*)+ - (*)—) exp(_l (*)+T)’

t>t,,

(B.3)

where T =t —t,. Hence,

_ C2 _ - (.0+—(J0_
R - Cl - exp(2|0‘)+t0)w++w_v
2 L [0y —w 72
p=IR = | o0 | (B.4)
6= Intt/e - @
1-Jp O
In the slightly more complicated case of
m—! t<0!
0
w(t) = e, 0<t<T, (B.5)
EL)+’ t>T
theresult is
o= P1+ P, +20,0,C08(20T) (B.6)

"~ 1+ pyp,+20,0,008(2w,T)’

wherep; = 07, 01 = (00— /(W + W), and 0, = (w, —
W)/ (w, + wy). Note that the excitation parameter p may
vanish (W, = 0,y,); i.€., the oscillator may remaininthe
initial state, ast — +oo. In this particular example, the
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corresponding conditions are either w, = w_, wyT = nTTOr
Wy = JW,0_, wyT =(n+ U2)1t Seedso formula(B.11)
below, with wy, = (2n + D)w.

An exact solution can also be found for

W) = 3

(B.7)

2 2
x| 0 + W+ (w2 — ) tanhoot + -9-0-:—?— ,
2cosh” wt
which corresponds to the Eckart potential [46]. In this
case, the solution to the Schrodinger equation is
expressed in terms of hypergeometric functions [46, 47],
and

p = (sinh’n + cos’d)/(sinh’L + cos’3),  (B.8)
where
Z:"((‘)*“"—) _ T —w) 5= D
20 d 20 2w

In the adiabatic limit (w < w.), the reflection coeffi-
cient is exponentialy small:

p=exp(2n/w), w.= mn(w,w). (B.9)

According to [48, 49], the preexponential factor hereis
unity.

The dominant contribution to the value of p corre-
spondsto the turning point t = t, nearest to the real axis,
where w(ty) = 0. The preexponential factor in (B.9) is
unity if there exists only one such point. For example,
if wy=w then

M — 1q %4+ 1
wt, In(}J+ +i B‘I + Zjn (B.10)
and the nearest turning point correspondsto n = 0.
In the special case of w, = w_,
2
=80 -9 g
sinh“ + cos & w
and the asymptotic formula
p= 4c0326exp(—2nu)£/w), W< W, (B.12)
holds instead of (B.9). In this case, there exist two
pointst; at equal distancesfrom thereal axiswhere wXt)
vanishes:

. hA/wS—ooz

I
wt; , = |2J_r arcsin 2, (B.13)

The superposition of their contributions to the transi-
tion amplitude yields a preexponential factor other than
unity. Notealso that 6 = (k + 1/2)Ttwhen wy, = (2k + 1)w,
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and therefore p = 0 (which corresponds to a nonreflec-
tive potential [27]).

APPENDIX C
The hypergeometric seriesin (3.4) can be written as

11%

bi(—x)",

Fognn+1,3

(2k—1)!t 1)n (1
Z 2(a)?

where
(-1 =1, b, b, = n+n = N-1,
b, = N*—4N + 3,

k-1

bi(N) = [IN=(s"+s+1)],

s=0

N =n®+n+1,

=1,

(C2)
b = N~ (K + 2N +

+(-1) 1 B...(K -k + 1)

fork=1andb,=0fork=n+1,n+2,.... The product
of (C.1) with the known series expansion of wy(p),

r(k=1/2)
ZK'F( “12)P

(C.3)
(ZK=-3)!

122[(! ’

yields the coefficients in (3.5). This calculation shows
that the coefficient of p*in (3.5) is apolynomial of the
kth degreein N.

Notes added in proof. (1) Recently, M.A. Trusov
rigorously proved that the functionsgiven by (2.17) sat-
isfy the unitarity condition. This justifies the analytic
continuation of Wigner functions used here in conjunc-
tion with FD. (2) | was advised by K.G. Boreskov that
relation (A.11) can be derived by using formulas
15.4.10, 15.4.11, and 8.2.1 in [50] under appropriate
choice of parameter values. | thank K.G. Boreskov and
M.A. Trusov for their interest in this study and helpful
remarks.
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ORDER, DISORDER, AND PHASE TRANSITIONS

IN CONDENSED SYSTEMS

Continuous Spin-Reorientation Phase Transition
in the Surface Region of an | nhomogeneous M agnetic Film

A. V. Anisimov and A. P. Popov
Moscow Sate Engineering Physics Institute, Kashirskoe sh. 31, Moscow, 115409 Russia
e-mail: ap_popov@nm.ru
Received February 21, 2005

Abstract—A continuous spin-reorientation transition from a uniform magnetic state with the in-plane orienta-
tion of the moments of all atomic layersto a nonuniform canted state in the surface region is considered. This
transition was discovered in experiments on the divergence of magnetic susceptibility in a perpendicular mag-
netic field at atemperature of about 240 K, which islower than the Curie point of gadolinium, equal to 292.5 K.
These experiments were carried out on an ultrathin iron magnetic film deposited on the (0001) surface of athin
gadolinium film. It is shown that, in the vicinity of the spin-reorientation transition, the thermodynamic poten-
tial has a form characteristic of the Landau theory of second-order phase transitions. The orientation angle of
the moment of the surface atomic layer with respect to the plane of the film, which is chosen as an order param-
eter, exhibits anomal ous behavior and increases with temperature. Expressions are derived for the magnetic sus-
ceptibility of each atomic layer. It is shown that, in the vicinity of the transition, the irregular part of the mag-
netic susceptibility of each atomic layer exhibits behavior characteristic of the susceptibility in the Landau the-
ory: itisless by afactor of two in the low-symmetry phase and diverges at the transition point. The regular part
of the magnetic susceptibility of each atomic layer makes an additional contribution to the asymmetry of the
total susceptibility inthevicinity of thetransition point; thisresult followsfrom the fact that the inhomogeneous

magnetic system considered is semi-infinite. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

Magnetic properties of films consisting of layers of
different materials are of considerable fundamental and
applied interest. The phenomenon of giant magnetore-
sistance [1], spin-reorientation transitions, etc., have
been observed in these films. Although there are alarge
number of experimental studies on the magnetization
processes and spin-reorientation transitions in these
processes (see, for example, [2, 3]), theoretical models
that have been used until recently either deal with an
infinite medium or rely on numerica analysis [4];
therefore, these models do not give a complete picture
of the behavior of a magnetic structure in an externa
magnetic field. The main difficulty associated with the
theoretical analysis of these systemslies in the consid-
eration of the inhomogeneity of the magnetic structure
that is formed near the interface between different
media on the scale on the order of the lattice constant
due to the change in the chemical composition of the
films. Asaresult, the parameters such as magnetization
and magnetic susceptibility, which characterize differ-
ent magnetic states and phase transitions between them,
become essentially dependent on the number of an
atomic layer at adistance on the order of thelattice con-
stant. Therefore, considerable attention has recently
been paid to the study of the surface and bulk anisotro-
pies and to finding out the role of the exterior surfacein
the process of reorientation analyzed by the modelsthat

take into account the real geometry of a magnet [5-7].
In the present paper, we apply a method analogous to
that used in [5-7] to analyze the effect of an external
magnetic field perpendicular to the surface of a Fe/Gd
two-layer magnetic film and a continuous spin-reorien-
tation transition discovered in thisfilm.

In experiments with a two-layer film consisting of
one and a half atomic layers of Fe deposited on the sur-
face of a Gd(0001) thin film, it was established that, as
temperature increases, two successive spin-reorienta-
tion transitions occur in this film at temperatures bel ow
the Curie point of bulk Gd, which is equal to 292.5 K
[8]. At low temperatures, a magnetic structure is real-
ized in which the momentsof all atomic layerslieinthe
plane of the film; in this case, the surface moment is
antiparallel to those of lower lying Gd layers. An
increase in temperature to about 240 K leads to a con-
tinuous spin-reorientation transition to a state that we
cal here a Néel-domain-wall-like canted state. In this
state, the surface moment and the moments of lower
lying Gd layers deviate from the in-plane orientation;
deeper into the crystal, the orientation of the moments
of Gd atomic layers gradually approaches the in-plane
orientation. A further increase in temperature leadsto a
slow increase in the deviation angle of the surface
moment from thein-plane orientation. At atemperature
as high as 280 K, a discontinuous spin-reorientation
transition occurs from one canted state to another, in
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which the surface moment is virtually perpendicular to
the plane of the film.

Both transitions were discovered and investigated
by means of the spin-polarized secondary electron
emission spectroscopy method. This method is sensi-
tive to the magnetic state of only afew surface atomic
layers. Later, this system, denoted here as
1.5Fe/Gd(0001), was investigated by a method based
on the magnetooptic Kerr effect [9]. This method
allows one to analyze the magnetic state of deeper bulk
layers of Gd. In these experiments, it was established
that the moments of many Gd layers deviate from the
in-plane orientation under spin-reorientation transi-
tions; thus, many Gd layerstake part in each spin-reori-
entation transition.

A continuous transition from the state with a uni-
form orientation of the moments of atomic layersto a
domain-wall-like canted state is characteristic of the
filmsthat consist of layerswith different chemical com-
positions. In this sense, thistype of transition is unique.
Indeed, it does not occur in any magnetic film with
homogeneous chemical composition. In 1954, Néel
showed that the anisotropy of a surface layer may differ
from that of internal layers evenin chemically homoge-
neous ferromagnets such as Fe, Co, Ni [10]. Therefore,
one may expect that, when, say, easy-axis anisotropy is
realized in the surface layer, while easy-plane anisot-
ropy is realized in the bulk layers, a domain-wall-like
canted magnetic state can be formed in the subsurface
region. However, the exchange-interaction energy in
these ferromagnets is much greater than the anisotropy
energy; therefore, the surface moment cannot deviate
from the in-plane orientation [11]. Naturally, the redis-
tribution of the electron density between atomic layers
in the surface region occurs even in chemically homo-
geneous films; i.e., the Friedd oscillations of the elec-
tron density and the associated phenomenon of inter-
layer relaxation occur. These factors, together with the
difference between the environment symmetry of
atoms on the surface and in the bulk of a crystal, lead
not only to a difference between the surface and bulk
anisotropies but also to a difference between the
exchange interactions in the surface region and in the
bulk of the crystal. However, experiments with Fe, Co,
and Ni films show that the renormalization of these
parameters is not sufficient for the formation of a
canted domain-wall-like structure in the surface region.
A different situation isrealized in the two-layer system
of 1.5Fe/Gd(0001). Here, the deposition of an ultrathin
Fe layer onto the surface of a thin Gd(0001) film with
easy plane anisotropy leads to the formation of an
amorphous Fe/Gd film in the surface region of asample
up to the Curie point of gadolinium [12]. It is well
known that amorphous Fe/Gd films are characterized
by easy axis anisotropy, which favors a perpendicular
orientation of the magnetic moment with respect to the
plane of the film [13]. As a result, an ultrathin Fe/Gd
film with anisotropy different from the bulk anisotropy
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and enhanced exchange interaction is formed on the
surface of a Gd film. Due to the latter fact, the Curie
point of the surface layer in the 1.5Fe/Gd(0001) sys
tem, 350 K, turns out to be higher than the Curie point
of Gd, whichis2925K [8].

The so-called one-layer approximation provides the
simplest explanation for the transition to a canted state
in the surface region. Within this approach, it is
assumed that only the magnetic state of the topmost
atomic layer isdifferent from the magnetic state of bulk
layers. In the vicinity of the Curie point of Gd, the
energy of exchange interaction JisMgMg between the
surface atomic layer and the adjacent subsurface layer,
which is assumed to be a bulk layer in the one-layer
approximation, decreasesto zero, because the magneti-
zation Mg of the bulk layers tends to zero. At the same

time, the surface anisotropy energy KSMé remains

finitein this narrow interval of temperatures and is vir-
tually independent of temperature. Therefore, at a cer-
tain temperature, the anisotropy energy of the surface
becomes comparableto the energy of exchangeinterac-
tion in the surface region. Hence, a spin-reorientation
transition from a state with a uniform orientation of the
moments of atomic layersto a canted domain-wall-like
state occurs in the 1.5Fe/Gd(0001) system. Naturally,
the interpretation of the spin-reorientation transition to
a nonuniform canted domain-wall-like magnetic state
within the one-layer approximation is not quite correct.
In this approximation, the thickness of adomain wall is
on the order of the lattice constant, which contradicts
both the experimental data of [9] and the available data
on the relation between the anisotropy energy and the
exchange-interaction energy in Gd. However, thisinter-
pretation at least provides a qualitative explanation for
the deviation of the surface moment from the in-plane
orientation. Below, we describe a continuous spin-
reorientation transition to a canted domain-wall-like
state in the surface region with regard to the deviation
of the magnetic moment in many atomic layers of the
film.

In this paper, we consider only the first of the two
spin-reorientation transitions: a continuous spin-reori-
entation transition from a state with a uniform orienta-
tion of the moments of atomic layers to a canted
domain-wall-like state. This state was discovered by
examining a peak of magnetic susceptibility in a per-
pendicular magnetic field [8]. According to the Landau
theory of second-order phase transitions, the diver-
gence of susceptibility at a certain temperature implies
that a continuous second-order phase transition occurs
at this temperature [14].

The description and the physical interpretation of
the continuous spin-reorientation transition to a canted
state in the surface region require that one should take
into account the deviation of the moments of many
atomic layers from the in-plane orientation. This is a
consequence of the fact that the value of the bulk
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anisotropy is small compared with the energy of inter-
layer exchange interaction. The consideration of many
layers substantially complicates the description of the
continuous phase transition due to the complexity of
the thermodynamic potential that describesthis system,

®, = —IgzgMgMgcos(0,-6,)

~J5sMg y cos(8,~6,.1) (1)
n=2

+K¢M2sin’8, + Ky M3 > sin’e,,.
n=2

Nevertheless, the problem of the description of thistran-
sition with regard to many layers, i.e., within model (1),
was largely solved. First, based on stability theory, a
criterion for the transition form a magnetic state with a
uniform orientation of moments to a nonuniform
canted state was derived for a semi-infinite ferromag-
net. The effect of an external field parallel to the plane
of the film on this criterion, the finiteness of the film
thickness, the influence of the anisotropy of the sub-
strate onto which the film was deposited, and the inho-
mogeneity of the chemical composition of the film on
this criterion was studied [15]. However, the effect of a
field perpendicular to the film surface was investigated
only in the limiting case of the infinite constant of bulk
anisotropy Kz —» oo, Moreover, a (ks, kg)-phase dia-
gram was constructed that indicates domains where a
uniform magnetic state and a nonuniform canted mag-
netic state in the surface region arerealized [ 15]; ks and
ks are dimensionless surface and bulk reduced ani-
sotropy constants, respectively, which are defined as
follows:

2K M3 2KzM3
T MMy T v
ssVisVig NI @
— ‘]SBMSMB
J5eMp

The parameter y takes into account, in the simplest
approximation, the inhomogeneity of the film, i.e., the
difference between the surface and bulk values of the
exchange interaction, which is associated with the
inhomogeneity of the chemical composition of the
1.5Fe/Gd(0001) film. Later, acriterion for thetransition
to a canted state in the surface region was again
obtained by the method of nonlinear area-preserving
maps [16].

In [17], aong with a continuous transition to a
canted state, which occurs at relatively low tempera-
tures, we also described a discontinuous transition,
occurring at a higher temperature, from one canted
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state to another canted state in which the surface
moment is nearly perpendicular to the film plane. In
that paper, we actually calculated the moment of an
atom in each atomic layer and its orientation as afunc-
tion of temperature for any set of the model parameters.
Then, using the results obtained, we cal culated a signal
recorded in the experiment based on the magnetooptic
Kerr effect with regard to the exponential decrease in
the contribution of each atomic layer as the index of a
layer increases, the curve obtained was compared with
the experimental curve and showed good agreement.

In spite of these achievements, there still remain a
number of questions concerning the description of a
continuous spin-reorientation phase transition from a
uniform magnetic state to a nonuniform canted statein
the surface region. First, the derivation of the criterion
for thetransition to acanted state is based on the expan-
sion of thermodynamic potential (1) only up to qua-
dratic terms in the orientation angles 6,, of atomic lay-
ers, regardless of which method is used, [15] or [16].
This approximation allows one to derive the criterion
itself but does not allow one to unambiguously judge
the kind of the spin-reorientation phase transition
described by model (1). Indeed, according to the Lan-
dau theory of second-order phase transitions, the ther-
modynamic potential can be expanded in a series with
respect to the order parameter n at the transition point
T=Tc

A® = a(T-To)n’+Bn" )

Thetransitionat T = T from alow-symmetry stateto a
high-symmetry state is a second-order phase transition
if the coefficient of n? changesits sign at the transition
point and the coefficient B of n* is positive. Intuitively,
it is obvious that a smooth increase in the surface
anisotropy constant, which favors the perpendicular
orientation of the surface moment, should lead to acon-
tinuous spin-reorientation transition to a canted statein
the surface region. However, based on expression (1)
for the thermodynamic potential of asemi-infinite crys-
tal, it is rather difficult to judge the sign of the coeffi-
cient multiplying the fourth power of the order param-
eter. Moreover, it is not quite clear what physica
parameter can serve asthe order parameter under acon-
tinuous transition to a canted state and whether thermo-
dynamic potential (1) in the vicinity of the phasetrans-
tion has a form characterigtic of the Landau thermody-
namic potential (3). Therefore, in [17], we determined
the kind of the phase transition only for particular val-
ues of the model parameters by numerical simulation
on a computer. We also established that, in the limiting
case of the infinite value of the bulk anisotropy con-
stant, Ky — o, the boundary that separates the
domain with acanted state from the domain with thein-
plane orientation of the moments of all layers in the
(ks, kg) phase diagram corresponds to a second-order
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spin-reorientation phase transition. The first problem
solved in the present paper is the derivation of an
expression for the thermodynamic potential in theform
characteristic of the Landau theory (3) on the basis of
expression (1) for the thermodynamic potential of a
semi-infinite inhomogeneous crystal in the vicinity of
the transition point.

The solution of this problem will allow one to make
an unambiguous conclusion that the spin-reorientation
transition from amagnetic state with auniform orienta-
tion of the moments of atomic layersto acanted statein
the surface region, which corresponds to the intersec-
tion of aline that separates the relevant domains in the
earlier constructed (ks, kg) phase diagram, is a second-
order phase transition for any values of the model
parameters kg, ks, and y. Moreover, the Landau theory
implies that the order parameter n that appears in
expression (3) for the thermodynamic potential isequal
to zero in a high-symmetry phase and is different from
zero in alow-symmetry phase. The solution of thefirst
problem formulated above alows one to answer the
guestion of what is the order parameter in the continu-
ous spin-reorientation transition considered and how
doesit behave with temperature. Finally, the solution of
this problem is necessary for solving the next problem,
which isthe main problem of the present paper: the der-
ivation of an expression for the magnetic susceptibility
of an inhomogeneous magnetic film described by ther-
modynamic potentia (1) in a perpendicular field in the
vicinity of a continuous spin-reorientation transition.
The magnetic susceptibility of a two-layer
1.5Fe/Gd(0001) film is the basic physical quantity that
is measured in the experiment. However, the tempera-
ture dependence of the magnetic susceptibility of an
inhomogeneous 1.5Fe/Gd(0001) film has not been
investigated theoretically or discussed. According to
the Landau theory, the magnetic susceptibility diverges
in the vicinity of a second-order phase transition, and
its value in a low-symmetry phase is twice that in a
high-symmetry phase. A question of whether these
properties follow from model (1), which describes an
inhomogeneous magnetic film, is the question that can
be answered by solving the second problem considered
in this paper. It is aso of interest to consider how the
chemical inhomogeneity and the bounded geometry of
the film influence the above-mentioned features in the
behavior of the magnetic susceptibility in the vicinity
of a continuous phase transition to a nonuniform
domain-wall-like magnetic state in the surface region.
The solution of the second problem considered in the
present paper will aso help to answer the question asto
whether it is correct, based on the divergence of the
magnetic susceptibility, to classify the discovered tran-
sition to a canted state as a second-order phase tran-
sition.

One should bear in mind that, in a chemically inho-
mogeneous semi-infinite film, the magnetic suscepti-
bility isaphysical parameter that depends on the index
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of an atomic layer. Therefore, the derivation of an
expression for the magnetic susceptibility meets math-
ematical difficulties associated with the fact that one
should derive a separate expression for the magnetic
susceptibility of each atomic layer. To our knowledge,
presently there is only one publication, [18], in which
the authors consider the influence of a perpendicular
field on an inhomogeneous semi-infinite ferromagnet
described by model (1). However, these authors inves-
tigated only the evolution of magnetization profiles
with aperpendicular field within the nonlinear mapping
formulation of the mean-field theory; they did not con-
sider the magnetic susceptibility in a perpendicular
magnetic field.

In Section 1, we establish arelation between the ori-
entation angles of the moments of atomic layersin a
canted state in the surface region of an inhomogeneous
semi-infinite ferromagnet and the orientation anglesin
an imaginary infinite domain wall in a homogeneous
magnet (y = 1) obtained by an artificial continuation of
the semi-infinite magnet beyond its surface. The solu-
tion of this technical problem has been stimulated by
the fact that, to prove that thermodynamic potential (1)
in thevicinity of acontinuous spin-reorientation transi-
tion has aform characteristic of the Landau theory (3)
(which is demonstrated in Section 2), one should
express each orientation angle 6,, in terms of the orien-
tation angle 6, of the surface layer using the so-called
equilibrium conditions. Then, one should substitute the
expressions obtained into the expression for thermody-
namic potential (1). It turns out that this procedure is
significantly simplified if one uses the above-men-
tioned concept of an imaginary domain wall of an infi-
nite magnet and expresses the orientation angles 6,, of
the moments of atomic layersin area canted magnetic
structure in the surface region in terms of fictitious ori-
entation angles ©, of the moments of atomic layersin
the imaginary domain wall of an infinite homogeneous
magnet.

In Section 3, we derive expressions for the regular
and irregular components of magnetic susceptibility in
a perpendicular magnetic field as a function of the
index of an atomic layer in the system described by
model (1). We show that, according to the Landau the-
ory of second-order phase transitions, the magnetic sus-
ceptibility of each atomic layer diverges at the transi-
tion point and its value in alow-symmetry phaseis half
that in a high-symmetry phase. The theoretical results
obtained are compared with experimental data. The
regular component of the magnetic susceptibility is
analyzed similarly. To conclude this section, we stress
that a direct calculation of the magnetic susceptibility
in aperpendicular field proves to be rather difficult. At
the same time, the derivation of expressions for the
magnetic susceptibility on the basis of the Landau the-
ory and involving the concept of an order parameter
substantially simplifies the solution of this problem.
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To conclude the Introduction, we make the follow-
ing two remarks concerning formula (1) for the thermo-
dynamic potential. The transition observed in the
experiment occurs at a sufficiently low temperature (at
about 230240 K, which isby 50-60 K below the Curie
point of Gd, equal to 292.5K, and by 110-120 K below
the Curie point of the surface, equal to 350 K), the mea-
sured value of the magnetization of Gd layerstill being
close to the saturation value. Therefore, there are few
magnonsin the system. Thus, one can write out amean-
field thermodynamic potential by introducing the mag-
netization amplitudes Mg(T). The only possible alterna-
tive statefor the collinear statesto which werestrict our
consideration here is the Néel surface wall. Moreover,
in view of the statement of the first problem (see
above), we only focus on the very beginning of thetran-
sition, when the deviation of moments from the in-
plane orientation is arbitrarily small. Taking into
account that the transition occurs at alow temperature,
we can neglect the possible angular dependence of the
moment of Gd to agood accuracy. In addition, thermo-
dynamic potential (1) is expressed in a discrete layer-
by-layer approximation. The gradient term that enters
the well-known Ginzburg-Landau functional, which is
used, in particular, for describing domain walls, arises
in (1) in the explicit form when passing to a continuum
approximation by the formula

:|2
X = na

where a is the interlayer distance. Then, we pass from
summation to integration in (1). It can easily be shown
that the shape of awall is described in this approxima-
tion by the equation

2

cos(en—em):l—%[

do(x)
dx

%9

ks .

= —sin(20(x)).
dx* 2a° (28(x))
Thus, thereisno need to includethe gradient termin (1)
because it is already contained there in the implicit
form. The continuum method yields approximate
expressionsfor the second- and fourth-order derivatives
of the thermodynamic potential with respect to the ori-
entation angle of the surface layer; these expressions
represent the limiting expressions for the exact formu-
las obtained in this paper by a discrete method. We

mean the passage to the limit A — 1 — ,/kg. The

parameter A isintroduced exclusively for convenience,
to parameterize the bulk anisotropy constant kg by the

formulakg = (1 —A)%A. When A is varied from zero to
unity, kg varies from zero to infinity. The applicability

condition of the continuum method isgiven by ks < 1
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and A = 1. In this case, if we pass again to the discrete
variables, the shape of the domain wall is described by
the expression

8, = 2arctanDtan gzlgexp(Jk_E;(n— 1))%.
O

As A decreases, the shape of the wall becomes substan-
tially different from that described by this expression.
Therefore, it is essentia to verify that the fourth-order
derivative at the transition point is positive for any pos-
sible value of A intheinterval 0 <A <1, i.e, for any
value of the reduced bulk anisotropy constant kg from
zero to infinity. Thus, the results obtained below (see
Section 2) are of more general character compared to
those that would be obtained if one used the continuum
method. In spite of thisfact, note that the application of
the continuum approximation turned out to be rather
fruitful, for example, for the description and qualitative
explanation of surface magnetism [19-21]. At the same
time, the construction of the (ks, kg) diagram of the
magnetic states of a semi-infinite magnet within the
continuum approximation, which was performed
in[22, 23], proved to be qualitatively incorrect, which
was pointed out in [15]. Here, we focus on finding out
the kind and the physical nature of a continuous spin-
reorientation phase transition precisely from the view-
point of the correct (ks, kg) phase diagram, which was
obtained earlier within the discrete method [15]. Thisis
another reason why we apply a discrete approximation
in the present study.

2. DERIVATION OF EXPRESSIONS
FOR THE ORIENTATION ANGLES
OF THE MOMENTS OF ATOMIC LAYERS
IN TERMS OF THE ORIENTATION ANGLE
OF THE MOMENT OF THE FIRST LAYER

Using the reduced anisotropy constants ks and kg (2)
introduced in the previous section, we can write out the
following expression for the thermodynamic potential
reduced to the dimensionless form:

(ON yk

S
—sin 91 ycos(6,—6,)
JBBMB 2

bo=
(4)
Z LEsn’e, cos(en—eml)%.

Searching for the state of the system described by
this thermodynamic potential, i.e., the minimization of
this potential over each orientation angle 6,, leads to
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the following infinite set of equations for the orienta-
tion angles 6,,;

aq)o B y_ks . . —
36, = 5 SN(20) +ysin(8,-6;) =0,
n=1,
990 _ ﬁgn(zez)ﬂin(ez—es)
08, 2 5.2
+ysin(6,-6,) = 0, 2
n=2,
00, _ Kg . ;
a_en = 2s|n(29n)+SIn(9n—9n+1)
(5.3)

+sn(6,-6,_,) =0,
n>2.

In the Landau theory, thermodynamic potentia (3)
corresponds to a nonequilibrium state until the order
parameter n reaches its equilibrium value; i.e., the
order parameter ) isavariable quantity. Below, we will
show that the orientation angle 6, of the surface atomic
layer may serve as an order parameter for a continuous
spin-reorientation transition to a canted magnetic state
in the surface region described by model (4). Therefore,
the orientation angle 6, of the surfaceisinterpreted here
as avariable parameter; i.e., it must not be equal to its
equilibrium value. Hence, we will not use the equilib-
rium condition (5.1). The orientation angles of al the
other layers depend on the orientation angle 6, of the
surface viathe recurrence equations (5.2) and (5.3).

In accordance with the formulation of thefirst prob-
lem of this paper, we must express each orientation
angle 6, in terms of the order parameter 6, and then
substitute the expressions obtained for these anglesinto
the formulafor thermodynamic potential (4). However,
due to the inhomogeneity of the chemical composition
of thefilm, y# 1, the equilibrium condition obtained by
the differentiation with respect to the orientation angle
of the second layer (5.2) does not coincide with similar
equilibrium conditions for al the other orientation
angles (5.3). This fact substantially complicates the
solution of the first problem of the present paper. To
avoid this difficulty, we introduce the concept of an
imaginary domain wall in an infinite homogeneous
crystal in which the orientation angle of each atomic
layer satisfies the equilibrium conditions (5.3). In the
present section, we find relations between real orienta
tion angles in a canted magnetic state in the surface
region and fictitious orientation anglesin theimaginary
domainwall of aninfinite homogeneous crystal, aswell
as their expressions in terms of the order parameter 6;

JOURNAL OF EXPERIMENTAL AND THEORETICAL PHYSICS Vol. 101

835
0,0,
_O—O\\O
\\
O
AN
\
y<1,6; N
|
O, “@:—V—l»el
VL8 --X v
| \\
&
| ®--
0 1 2 3 4 n

1 1
4 3 -2 -1

Fictitious orientation angles of moments (circles) in an
imaginary domain wall and rea orientation angles of
moments (crosses) in a canted magnetic structure in the sur-
face region as functions of the number n of an atomic layer.
When y > 1, the orientation angle 6, of the surface layer is

less than the corresponding value of the fictitious angle ©,

in the imaginary domain wall. When y < 1, the orientation
angle 6, of the surface layer is greater than the correspond-

ing value of thefictitious angle ©; in theimaginary domain
wall. Wheny = 1, the angle 8, coincideswith ©;. Forn=2,
3,4, ..., thered orientation angles 6,, of moments coincide
with the fictitious orientation angles ©, for any value of the
parameter y.

in the vicinity of a continuous spin-reorientation transi-
tion to a canted magnetic state.

For y # 1, the profile of magnetization represents a
part of adomain wall for all atomic layersexcept for the
first. The equilibrium value of the orientation angle 6,
of thefirst layer differsfrom the corresponding orienta-
tion angle in the imaginary domain wall, which is
denoted by ©,. If the exchange interaction between the
surface and the adjacent subsurface layers is less than
the exchange interaction between adjacent atomic lay-
ersinthe bulk of the magnet, y < 1, then thereal orien-
tation angle 6, of the surface is greater than the ficti-
tious orientation angle ©, in the domain wall. If the
exchange interaction between the surface and the adja-
cent subsurface layers is greater than the exchange
interaction between adjacent atomic layers in the bulk
of the magnet, y > 1, then the real orientation angle 6,
of the surface islessthan the fictitious orientation angle
O, in the domain wall. Thus, in an inhomogeneous
magnetic film (y # 1), thereisajump in the equilibrium
value of the orientation angle 0, of the surface layer
with respect to the corresponding value of the fictitious
angle ©, inthe domain wall of ahomogeneous magnet,
as illustrated in the figure. Therefore, we use the fol-
lowing notation here: ©, are fictitious angles in a
domain wall in an infinite homogeneous magnet, and 6,
arereal orientation angles in a canted magnetic statein
the surfaceregion. For n> 1, wehave ©, =6, whilefor
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n= 1, therelation between ©; and 6, will be established
below (see (7), (18), and (20)).

The fictitious orientation angles in the imaginary
domainwall satisfy the recurrence equation (5.3). Since
the angle ©; aso belongs to this domain wall, it must
obvioudy satisfy asimilar equation

k

EBsinze2 +sn(6,-0,)+sn(6,-065) = 0. (6)
A comparison of this equation with Eq. (5.2) showsthat
the relation between the real orientation angle 6, and
the corresponding fictitious orientation angle ©, in the
domain wall is given by the formula

ysin(8,-8,) = sin(6,-0,). (7)

A transition from the real orientation angle 6, of the
surface atomic layer to the fictitious orientation angle
O, in the imaginary domain wall allows us to apply,
instead of EQ. (5.2), Eg. (6), which is analogous to
Eqg. (5.3); i.e., the system of recurrence equations (5.2),
(5.3) becomes in a sense homogeneous.

To obtain an expansion of thermodynamic poten-
tial (4) up to terms of the fourth order in each orienta-
tion angle, we must first express the fictitious orienta-
tion angles ©, in terms of the fictitious orientation
angle ©, of the surface in theimaginary domain wall up
to the cubic terms. To thisend, we must expand the | ft-
hand side of the recurrence equation in aseriesin terms
of fictitious orientation angles in the imaginary domain
wall,

k
§9n2®n+ sn(®,-0,_,)

+8n(0,-©,,,) = 0, ®)
n=2,

up to the cubic terms in each orientation angle ©,,. For
n =2, wewill seek asolution in the form

OS
0, = a,0,+ B"G 3 (9)

Obviousdly, for n = 1, we should set
a,=1, B;=0 (20)

in thisformula. Upon substituting (9) into the left-hand
side of Eq. (8) expanded up to Of and setting the coef-
ficients at equal powers of ©, to zero, we obtain thefol-

lowing recurrence equations for the coefficients a,
and B,

(kB + 2)an_o‘n—l_an+1 = 01

(ks +2)Bn—Bns1—Ba_1 = NoOys (11.2)

Hereinafter, for convenience, we use the parameter A
instead of the reduced bulk anisotropy constant kg. The

n=2, (111

n=2.
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relation between A and kg is given by

1-2)?

As A isincreased from O to 1, the reduced bulk anisot-
ropy constant kg decreases from +o to 0. Then, the
coefficient ny can be expressed as

(12)

3
No = 4ks—(A—1)°+ H -3
13
_ _(@A-M)°-3r+1) &)

)\3

A solution to homogeneous equation (11.1) is given by
a,=A""1, (14

By analogy with the case of inhomogeneous differen-
tial equations, we will seek a solution to the inhomoge-
neous recurrence eguation (11.2) as a sum of the solu-
tion to the corresponding homogeneous recurrence
equation and the partial solution to the inhomogeneous
equation (11.2):

B, = Ba, +Ba’

Substituting this expression for 3, into the recurrence
equation (11.2), we obtain the following formula for

the coefficient B

(15)

_1-3\+ )
14N

™I

(16)

It follows from boundary conditions (10) that B =—3.
As aresult, we obtain the following expression for an
arbitrary fictitious orientation angle ©, in theimaginary
domain wall as afunction of the first fictitious orienta-
tion angle ©;:

M_3\+1

o;
AM+1 '

o, = \"to, + L S )

For small deviations of the moment vector of the
surface atomic layer from the in-plane orientation,
there exists a one-to-one correspondence between the
real orientation angle 8; and the fictitious orientation
angle ©, introduced by formula (7). Let usfind therela-
tion between ©, and 6; up to the cubic terms. To this
end, we must expand both sides of Eq. (7) up to the
cubic terms and apply the expression for ©, in the
form (17). A solution is sought in the form

3
0, = a0, + C—Ol

- (18)
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Expressionsfor the coefficients a and ¢ can be obtained
after equating the coefficients at equal powers of ©;:

_1-(1-y)A
v

c=

(A-Aypt +[32%l—1y%, (19)

y E{,Z
1-\?

= —(A\° =3\ + 1A .
B, = ) T

The inverse formula, which expresses the fictitious
angle ©, in terms of the real orientation angle 6,, is
obtained analogously:

3

S
el = Eel + eglv

(20)
Finally, we express the fictitious angles ©,, forn= 2 in
terms of the real orientation angle 6, of the surface
atomic layer up to the cubic terms with the use of for-
mulas (17) and (20):

©, = G,0 B“el, a, = (,%17\”‘1,
(21)
B B)\3(n y_[C , BD)\n 1

a’ %4

3. DERIVATION OF EXPRESSION (3)
FOR THE THERMODYNAMIC POTENTIAL
IN A FORM CHARACTERISTIC
OF THE LANDAU THEORY

According to the Landau theory of second-order
phase transitions, for aphase transition to be of the sec-
ond order, it is necessary that the second derivative of
the thermodynamic potential (3) with respect to the
order parameter n changeits sign at the transition point
and that the fourth derivative (the coefficient B) be pos-
itive. In this section, we will show that the thermody-
namic potential (4) of aninhomogeneous magnetic film
satisfies these conditionsin the vicinity of a spin-reori-
entation transition from a uniform magnetic state with
the in-plane orientation of the moments of all layersto
adomain-wall-like canted state in the surface region.

Based on the results of the previous section, we can
conclude that, for arbitrary values of the model param-
etersA and ythereexistsafiniteinterval of values of the
surface orientation angle 6, in which there exists a one-
to-one correspondence between the orientation angles
8, and 8, in acanted state in the surface region. Thefact
that the system is discrete isinsignificant. Then, in the
canted magnetic state, one can expand the thermody-

namic potential (4) in aseriesin 6, up to the terms e‘l‘.
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For simplicity and convenience, we decompose the
expression for the thermodynamic potential (4) into the
bulk and surface parts:

bo = Ao+ Adgs,

_A-1

A, = —sm @, — cos(0, - 0,) (22)

k
E sSn‘e,— Zcos(@ —0n:1),

n=2

(23)

—ycos(6,—0,) + cos(0, —0,).

These formulas show that the bulk part A, , which
corresponds to a domain wall in a homogeneous mag-
net, does not contain the parameter y, which takes into
account the inhomogeneity of the exchange interaction
in an inhomogeneous magnetic film. It neither contains
the reduced anisotropy constant ks of the surface atomic
layer, which is different from the reduced anisotropy
constant k; of the bulk layers of the magnet. These
model parameters are contained in the surface part Adqg

of the thermodynamic potential. Expanding Ad, in a
series with respect to each fictitious orientation angle
©,, substituting the expressions of @, in terms of the
angle ©, for ©, by formula (17), and summing the geo-
metric progressions obtained, we derive the following
expression for the bulk part of the thermodynamic

potential A, :

31—>\20‘1‘

MFo=3 =57 (24)

When deriving (24), we omitted all thetermsthat do
not depend on the orientation angles. Formula (24)
shows that the expression for A, does not contain
guadratic termsin ©;. The increment of the total ther-
modynamic potential can be expanded asfollows. First,
we should expand the surface part of the thermody-
namic potential Ad,sin aserieswith respect to each ori-
entation angle, both real and fictitious, up to the
fourth-order terms. Second, we should substitute
expression (17) for the fictitious angle ©, in terms of
;. Third, we should substitute expression (20) for the
fictitious angle ©, in terms of the real orientation angle
0, of the surface atomic layer into (23) and (24). As a
result, we obtain the following expression for theincre-
ment of the total thermodynamic potentia Ad, as a
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function of the real orientation angle 0, of the surface
atomic layer:

94
Ado=2(ks—ksc): + B,
4 2
B=0 0o - 34[4y(ksc-ks)a“+31‘—"2 (25)
007 |o,=0 @ 1+A

+A(1=N)(a%—1) + (14)‘%-%}.
y

Here, kg is the critical value of the reduced constant
of anisotropy of the surface atomic layer, which
depends on the reduced bulk anisotropy constant kg
and y (formula (42) in [15]). The graph of the function
ksc(kg) determines the boundary, on the phase diagram
(Ks, kg), between the domain corresponding to ahomo-
geneous magnetic state with the in-plane orientation of
all moments and the domain corresponding to a canted
state in the surface region. It follows from (25) that the
second derivative of the thermodynamic potentia with
respect to the order parameter 6, changesits sign when
crossing the boundary between these domains on the
(Ks, kg) phase diagram. If the condition kg < kg holds,
then the second derivative of the thermodynamic poten-
tial is negative; i.e., a canted state in the surface region
becomes energetically favorable. When deriving for-
mula (25), we used the following expression for the
critical value of the constant kg of surface anisotropy
that enters the criterion for the spin-reorientation tran-
sition to a canted state kg < kgc:
1-A
T-(1-yN (26)
Theexpression in square bracketsin (25) is positive.
Indeed, at the point of spin-reorientation transition, i.e.,
at ks = kg, the fourth derivative of the thermodynamic
potential with respect to the order parameter 6, can be
rewritten as

Ksc

g = 40 _ E[A“(l_—%z)
de‘l1 ks = Kksc a4 1+)\2
020 (27
2 2
+(1—>\(1—2\3{)) (1-)) }>0_
Y

For y = 1, the expression for the increment of the ther-
modynamic potential has an especially simple form:

1-2%6;
1+ %40

92
Ddo= (Ks—ksc)5; +3 (28)

If the criterion kg < kg for the transition to a canted
state is satisfied, then we can derive an equilibrium
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value of the orientation angle 8” of the surface atomic
layer from Eq. (25):

(29)

One can verify that this value of the order parameter 6;
satisfies the equilibrium condition (5.1) up to the cubic
terms. Based on the equilibrium condition (5.1) for the
surface atomic layer, one can derive an expression for
the coefficient B that coincides with the expression for
this coefficient defined by formula (25).

Thus, in the vicinity of a continuous spin-reorienta-
tion transition to acanted state in the surface region, the
thermodynamic potential (4) of a semi-infinite inhomo-
geneous magnet hasaform characteristic of the Landau

theory (3). The positiveness of the coefficient B at 6‘11

shows that this transition is of the second order. Thus,
the spin-reorientation transition from a uniform mag-
netic state with the in-plane orientation of the moments
of al layers to a canted state in the surface region
described by model (4) is a physical realization of the
second-order phase transitions described by the Landau
theory.

Note that, at low temperatures, i.e., for kg < kg, the
order parameter 0, vanishes; an increase in temperature
leads to a continuous increase in the order parameter.
Such behavior of the order parameter with temperature
contradicts the vast majority of experimental data on
second-order phase transitions. This makes the contin-
uous spin-reorientation transition observed in the
1.5Fe/Gd(0001) system a unique phenomenon. How-
ever, according to the Landau theory, a decrease in the
order parameter with temperatureis not alaw of nature
[14], because entropy increases al the same.

To conclude this section, we note that one can
choose the orientation angle of any atomic layer as an
order parameter because the orientation angles of all
atomic layers are interdependent. However, the most
natural choice of the order parameter is the orientation
angle of the surface atomic layer. Obvioudly, any odd
function of the surface orientation angle, say sin,,
may also serve as the order parameter. Similar to the
orientation angles, all values of sinB, are also interde-
pendent; therefore, one can choose the total projection
of the moments of all atomic layers onto the normal to
the film surface as the order parameter.

4. MAGNETIC SUSCEPTIBILITY
OF ATOMIC LAYERS
IN AN INHOMOGENEOUS MAGNETIC FILM
IN A PERPENDICULAR MAGNETIC FIELD

In the presence of an external magnetic field perpen-
dicular to the plane of the film, the expression for the
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thermodynamic potential contains additional terms
compared to expression (4) for ¢

00

¢ = ¢o—HihysiNO, —phg z sinG,,. (30)
n=2

Here, hy isthe reduced value of the external perpendic-
ular magnetic field, which is defined as
MgH M
hy = = 2’ Hi = 'M§
JgsMg B

(31)

According to this definition of the parameter hy, the
coefficient i in thelast termin (30) must be set equal to
unity. However, it is more convenient to preserve this
coefficient because it helps to follow up the origin of
different terms when deriving the final formulasfor the
susceptibility of each atomic layer in a perpendicular
magnetic field. Therefore, below we treat the parameter
I, as the moment of the surface atomic layer and |, as
the moment of abulk atomic layer. Of course, in al the
formulas below, we must set 1 = 1.

With regard to the notations introduced, the equi-
librium conditionsfor each orientation angle are rewrit-
ten as

% = %5 Vs §n26, + ysin(6,-©,)
32.1
—H,hycosb, = 0, @29
n=1,
a—eq) = Esn2@2+9n(@2 9;) +ysin(©,-6,)
32.2
—phgcos®, = 0, (822
n=2,
a?q) = ESIHZ@ +S|n(@ G)n+1)
32.3
+8in(0,-0,_,) -phycos®, = 0, 59
n>2.

The switching on of the external field changes the ori-
entation angle of the moment of each atomic layer com-
pared to the equilibrium value at h; = 0. In the bulk of
the film, far from the surface, the deviation of the
moment from the in-plane orientation is defined by the
angle ©g, which is independent of the index of an
atomic layer:

Uhm

sSin®g = .
B

(33)

Then, the expression for the magnetic susceptibility Xg
of a bulk atomic layer in a perpendicular field is given
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by the formula
2

Xs = |- (34
B

Now, we will find an expression for the magnetic sus-
ceptibility of an arbitrary atomic layer in the surface
region near the point of a continuous spin-reorientation
transition to a canted state. In the canted state and at
hy = 0, the equilibrium profile with respect to the orien-
tation angles represents a part of aNéel wall. Under the
application of an external perpendicular field, the pro-
file of the orientation angles represents a part of amod-
ified Néel wall. Thus, the nonequilibrium thermody-
namic potential of the canted state depends not only on
the variable orientation angle 6, of the surface, the
order parameter, but also on the external magnetic field
h. In addition, the orientation angles of other layers,
n=23, ..., are determined by Egs. (32.2) and (32.3)
for afixed value of the orientation angle of the surface
atomic layer:

A¢(61, h) = Ado(8y, hy) —H;hpsing,

00

—uhg Z sn®,,
=2

©, = 0,(06,, hy).

Let us show that thefirst derivative of the total thermo-
dynamic potential A, with respect to the external field
hy vanishes asthefield value tendsto zero. Indeed, after
the rearrangement of terms, the expression for this
derivativefor afixed value of the orientation angle 6, of
the surface moment has the form

0Ad,
ah,

(35)

= ysin(e® —g,)99:

0 O

+ z[ sin(20,

+sin(0 - o 1)"—‘@n —Oney)
ohy

0

tdlo

]

0

K
= [ys‘n(eg(” _9,)+ -2—bsin(2@(2°’) (36)

+sin(@Y —@gm)}‘;_fz

O

0

Z[ 25n(20)") + sin(@ -0,

= 0.

0

+sin(@” -0 [ 22
o
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Here, @ﬁo) are the equilibrium values of orientation
angles for afixed value of the orientation angle of the
surface moment in zero external field for n > 2. Each set
of square bracketsin (36) contains the left-hand side of
the equation for the equilibrium values of the orienta-
tion angles given by (5.2) and (5.3). Hence, the switch-
ing on of aweak perpendicular external field for afixed
value of the orientation angle of the surface moment
does not change the total energy of the system, i.e., the
sum of the exchange-interaction and anisotropy ener-
gies. This means that the first term Ady(6;, hy) in the
thermodynamic potential (35), being expanded in a
series with respect to the field h;, does not contain a
term linear in hy.

The magnetic susceptibility of each atomic layer in
acanted state in the surface region represents a L aurent
seriesin the parameter (Kgc —ks) = Kg:

A
"+ B, + C,Aks + D, AKS +

X0 = A (37)
Below, we determine only the first two terms in this
series: the irregular term A, /Akg and the constant B,,. In
the previous section, we obtained an expression for the
expansion of the thermodynamic potential ¢4(6,, 0) in
the orientation angle 6, of the surface moment up to the
fourth-order terms (25). Here, we must generalize this
expansion to the case of anonzero perpendicular exter-
nal magnetic field h. To find an expression for the sus-
ceptibility in a canted state (a low-symmetry phase)
with regard to the constant B,, in series (37), we should
expand the second and third terms in (35) with respect
to the orientation angle 6, of the surface moment up to
the cubic termsin 8. Thiscan be done by formula (17),
in which the orientation angles ©, = 6, for n > 1 are
expressed in terms of the fictitious orientation angle ©;
of the surface in the imaginary domain wall, aswell as
by formula (20), in which the fictitious orientation
angle ©, of the surface moment is expressed in terms of
thereal orientation angle 6, of the surface moment in a
canted state:

> hs san(e‘°’)~—y:zsce h+ D%hm,

nx2

(38)

(B 1)A° A 3[;_:+%.
(1-2%)a® (1-r)a’ka
As aresult, a generalized expression for the expansion

of the thermodynamic potential in the orientation angle
0, of the surface moment can be represented as

V(ks—Kksc)8; , BO:

£(8;, ho) = F— -

(39)

k o3
1hDEJ'T|- kY deel Hihg 1551[) %
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The perpendicular component of the moment of the
surface atomic layer can be expressed as [, = 1;Sin6;.
This formula implies that the susceptibility x; of the
surface atomic layer can be represented as

)
X1 Hig = U—lcos(e(l))nla
ohg |h -0
06" “o
n .
ST R

The differentiation of thermodynamic potential (39)
with respect to the orientation angle 6, of the surface
moment followed by the differentiation with respect to
thefield hy leads to an equation in the parameter n, that
gives an expression for the susceptibility x, of the sur-
face atomic layer. The solution of this equation and the
substitution of the obtained expression for n, into the
formula(40) for x, leadsto thefollowing expression for
the susceptibility of the surface atomic layer in the
vicinity of the spin-reorientation transition to a canted
state:

HE(L - pyKse/piks)

= , ks>Kee, 41.1
Xl V(ks—ksc) S SC ( )
. = (L= Hyksclhike)
' 2y (ksc —ks)
3u1[ b+ Vksd] } (41.2)
kS<kSC.

When deriving this expression, we used expression (29)
for the equilibrium orientation angle of the moment of
the surface atomic layer in zero external magnetic field
hD = O.

Now, we pass to the determination of the suscepti-
bilities x,, of other layers, n > 2. According to the defi-
nition of the perpendicular component of the moment
of the nth atomic layer, W, = USiN®,, the expression for
the susceptibility of the nth atomic layer in aperpendic-
ular field h; can be represented as

do,

holh,=0

Xn_

(42)
= ucosG)n|hD:0r]n.

According to the Landau approach, which underliesthe
present study, the orientation angle®,(n=2, 3,4, ...)
of the moment of an arbitrary atomic layer isafunction
of the order parameter, i.e., the orientation angle 6, of
the surface moment, and the external perpendicular
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field hy ©, = 0,(8y(hy), hy). According to this
approach, the derivative of the orientation angle ©,
with respect to the field for h; = 0 and the equilibrium

value of the order parameter 9(10) can be expressed as

= d©,(8.(hp), ho)

n -
_ 00 % +6G) . +u(0) “43)
661 ahD h - 8)) ahD h _e(%) nnl

According to expansion (21), the parameter v, is
defined by the formula

A 2
:A+w
n 2 .

= 96,
90, | "=

Vn
o 81)
8, = 6

(44)

The partial derivatives u sﬁtlsfy the system of recur-

rence equations obtained by differentiating Egs. (32.2)
and (32.3) (n = 2) with respect to the fieldhyath;=0

and 6, = G( ). The superscript in u p0| nts to the fact
that this partial derivative is calculated at the equilib-
rium value of the order parameter, the orientation angle
of the moment of the surface atomic layer:

k,c0s20,u%” + cos(@, — @5) (U —uf)

+ycos(@,—8?)u? - icos®, = 0, (45.1)

n=2,

k,c0s20,u"” + cos(®, - O, 1) (U —u¥),
+cos(0,-0,_)(U®-u?,) —ucose, = 0, (45.2)
n>2.

It isimportant that, when calculating the partial deriva-
tive of the orientation angle ©, = ©,(0,(hy), hy) with
respect to the field h;, one should assume that the sec-
ond term in (43), the order parameter 6, is constant.
Thisiswhy the system of equations (45) for the partial

derivatives u® does not contain the parameter n, in the
penultimate term in (45.1). For the same reason, the
system of equations (45) does not contain the partia
derivative of thefirst equation (32.1) with respect to the
field hy.

When determining the susceptibility x, inauniform
state with the in-plane orientation of the moments of all
layers, ks > ks, the orientation angle of each atomic
layer, including the surface layer, must be set equal to
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zero, because it isthese values of the orientation angles
that correspond to the ground state under the condition
Ks > Kgc. In this particular case, the system of equa-
tions (45) takes the form

O_yO =y n=o2

(O) 1) = H, n=3.

(kp+ 1+Yy)u;

©) ©) (46)

(ky+2)uy” —(Upsq +

A solution to this system of recurrence eguations is
given by

u® = kE(l—dn), n=2. (47)
b

When determining the susceptibility X, in a canted
state in the surface region (ks < kgo), the orientation
angle ©, (n = 2) of the moment of each atomic layer in

the system of equations for the parameter u'” can be

expressed in terms of the orientation angle of the
moment of the surface atomic layer by (21). Asaresult,
the solution to system of equations (45) can be
expanded in aseriesin 6,. Since Eq. (45) contains only
cosines, this expansion contains only even powers
of 0,

2
u¥=a,+b,(8") +....

According to (42) and (43), taking into account the qua-
dratic term b,(6{”)2 in this expansion implies that this
term appears in the expression for the susceptibility.
However, in view of (29), (622 O Aks. Thus, taking
into account the quadratic term in the expansion

2
u?=a, +b, (88 + ...

implies that the term proportional to Akg in expres-
sion (37) for the susceptibility ¥, should be taken into
account. However, as pointed out above, in the present
paper, we determine only thefirst two termsin the Lau-
rent series expansion in Akg (37). Therefore, when
determining the susceptibility in a canted state in the
surface region (ks < kgc), system of equations (45) for

the parameters u(o) is again transformed to system of

equations (46) with a similar solution for u{” defined
by formula (47). In other words, in both cases, kg < kg
and ks> kg, system of equations (45) isreduced to sys-
tem of equations (46).

Using (42)—47) and (29), we obtain the following
expressions for the susceptibility of the nth atomic
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layer to the left and right of the transition point, respec-
tively:

MM (1 —pyKse/HiKg) o

2
- KL A
Xn - kB(l Gn) +

an,
Y (ks —Ksc) (48.2)
Ks>Ksc,
2
_H ~ . HHi(1—pyKsc/PqKg)
n = —(1-6,)+ G,
Xn = g =0 e~ ko)
3””1[@! Oa
+ —D-1=0,
28 |0 0 (48.2)
_MYKsqgrn - }
UlkBD[Bn m
Ks <Ksc

The first term in (48.1) and (48.2) represents the
intrinsic susceptibility of the homogeneous substrate
(n = 2) perturbed by the presence of the surface atomic
layer of different nature. The summation of the first
term over thelayers (n=2, 3, ..., N) yields the follow-
ing result for this part of the susceptibility of the sub-
Strate:

2 2
_ WL WYKse
XSUb - kb N+ kB kb . (49)
It follows from formula (49) that, in the case of y = 0,
which means the absence of the surface atomic layer,
the susceptibility of each layer isequal toits bulk value

(6, = 0). Conversely, the presence of the surface

atomic layer (y # 0) with the negative anisotropy con-
stant (ks < 0) reduces the susceptibilities of layersinthe
subsurface region, because a surface atomic layer with
negative anisotropy constant favors the perpendicular
orientation of the moments of atomic layers with
respect to the plane of the film. This effect is analogous
to the application of a local perpendicular magnetic
field to the second atomic layer.

The second termin (48.1) and (48.2) isthe so-called
irregular part of the susceptibility, which diverges at the
point of the spin-reorientation transition. The expres-
sion for this term shows that the irregular part of sus-
ceptibility in a canted state is half the irregular part of
susceptibility in the uniform magnetic state with thein-
plane orientation of the moments of all atomic layers.
Thisresult agrees with the results of the Landau theory,
in which the susceptibility of alow-symmetry phaseis
half the susceptibility of a high-symmetry phase. In
both (48.1) and (48.2), the irregular part of susceptibil-
ity decreases to zero as A" (0 < A < 1) as the index of
atomic layer increases; this result points to the fact that
a continuous spin-reorientation phase transition occurs
precisely in the surface region. The summation of the
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irregular parts of the susceptibility over all layers,
including the surface layer, yields the following result:

Xirreg(ks > kSC) = z Xn, irreg(kS > kSC)

n=1 (50.1)
2 2
_ H1(1—pyKsc/HiKg)
Y (ks —Ksc) ’
Xirreg(ks < kSC) = z Xn, irreg(kS < kSC)
n=1 (50.2)

_ (L pykso/i k)’
2y(ksc —Ke) '

In area experiment with a 1.5Fe/Gd(0001) film, the
measurement of the susceptibility in a perpendicular
field actually reduces to the measurement of the spin
polarization of secondary electrons that are knocked
out from the surface region in a short period after
switching off the external field. In the simplest approx-
imation, we can assumethat the contribution of individ-
ual atomic layers to the resulting signal exponentially
decreases with increasing layer number. It is obvious
that the summation of the irregular parts of susceptibil-
ity (48.1) and (48.2) with an exponentia factor gives
riseto identical factorson theright-hand sides of (50.1)
and (50.2). In other words, this procedure does not
remove the divergence at the transition point; neither
doesit lead to other significant changesin the structure
of formulas (50.1) and (50.2). Therefore, the identifica-
tion of a continuous spin-reorientation transition to a
canted state as a second-order phase transition by the
divergence of the susceptibility at the transition point
[8] isjustified.

Finally, the summation of the last terms in (48.2)
over the indices of atomic layers of the substrate with
regard to asimilar term in (41.2) for ks < kg yields the

following expression for this component of the regular
part of susceptibility:

TR TR,
X = 0~ -

Ks < Kgc.

HYKsq

T (51)

Thisterm, just like the subsequent termsin expansion (37)

that are proportional to Akg, Aké, ..., makes an addi-
tional contribution to the asymmetry in the behavior of
the susceptibility in the vicinity of the spin-reorienta-
tion transition point, in addition to the well-known
asymmetry of theirregular part of susceptibility, which
isless by afactor of 2 in the low-symmetry case.
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Abstract—Electron—phonon interaction is sequentially derived from a realistic p—d multiband model for the
cuprates under conditions of strong electron correlations. The electronic structure is described using the repre-
sentation of the Hubbard X operators in a generalized tight-binding method. Dependences of the diagonal and
off-diagonal (on lattice sites) matrix elements of electron—phonon interaction on the wavevectors are found for
three phonon modes, namely, breathing, apical breathing, and bending modes. The interactions of the breathing
and bending modes with electrons are shown to contribute to the formation of kinks in the (0; 0)—(1t, 1) and
(0; 0)(Tx, 0) directions, respectively. A low-energy t—J* model with phononsis devel oped; apart from electron—
phonon interaction, it also includes spin—phonon interaction. The elimination of phonons gives an effective
el ectron—electron interaction that depends on the occupation number of a multielectron term and on the carrier
concentration due to strong electron correlations. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

Despite significant progress reached in studying
high-temperature superconductivity (HTSC) in layered
cuprates, the HTSC mechanism is still unclear. Among
numerous mechanisms proposed in the initial stage of
investigating HTSC, the following two mechanisms
have been most often discussed recently: the traditional
mechanism of electron—phonon interaction (EPI) and
the spin-fluctuation mechanism [1]. Thelatter isknown
to be caused by strong electron correlations that result
in a long-range antiferromagnetic (AFM) order in
undoped dielectric cuprates and to a short-range AFM
order in weakly doped cuprates. Interest in electron—
phonon interaction, which is present in all substances
and can be strong in layered cuprates due to specific
features of their crystal structure, has currently quick-
ened because of inflection points (kinks) detected in
electron dispersion laws in ARPES (angle-resolved
photoemission spectroscopy) measurements [2]. Note
that kinks were found in many hole cuprates, but they
are absent in the electron cuprates with a T' structure
(Nd,_,Ce,Cu0,). The kink energy measured from the
Fermi level (w,=70meV) isvirtually universal, and the
effect is most pronounced in the form of abend in the
dispersion law in the diagona direction ' — M,
(0; 0)—t, ) of the Brillouin zone. A kink at an energy
W, = 40 meV was aso detected in the vicinity of the
X((15, 0), (0; ™)) and Bi2212 points [3], and it increases
sharply as the temperature decreases below T, (see the
review of ARPES datain [4]). The nature of thekink is
obvioudy related to electron—boson interaction; how-

ever, the question of what bosons, namely, phonons or
spin fluctuations, are responsiblefor these renormaliza-
tions of an electronic spectrum near the Fermi level is
amatter of dispute [5]. The kink can result from inter-
action with optical phonons [6] or with spin fluctua-
tions|[7, 8].

Thus, to describe both superconducting pairing and
the properties of the normal state in the cuprates, one
has to take into account the interactions of electrons
with phonons and spin fluctuations. To describe opti-
mally or strongly doped compositions, one can start
from ordinary band theory; however, to discuss the
entire phase diagram of cuprates, beginning from
undoped antiferromagnetic dielectrics, one has to
describe electrons in the strong-correlation regime.
Various modifications of the one- and multiband Hub-
bard models led to a low-energy effective t—J model
that describes electron interaction with spin fluctua-
tionsin the Hubbard bands [9, 10]. However, electron—
phonon interaction in the strong-correlation regime has
been studied to alesser extent (see recent review [11]).
Asarule, researchers consider the t—J model with local
interaction of electrons with a certain optical mode. At
the sametime, to discussthe symmetry of the supercon-
ducting state and the differencesin kinkslocated in dif-
ferent regions of the Brillouin zone, it is necessary to
know an explicit dependence of the matrix elements
g¥(k, q) of electron—phonon interaction on the incom-
ing momentum k transferred by q and the number v of
the phonon mode. The purpose of this work is to
sequentially derive electron—phonon interaction from a

1063-7761/05/10105-0844$26.00 © 2005 Pleiades Publishing, Inc.
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realistic p—d multiband model for cuprates in the
strong-correlation regime [12] and to redistically
describe the phonons that interact most strongly with
electrons.

In the general case, we can distinguish diagonal and
off-diagonal contributions to the electron—phonon
interaction in the nodal representation. Strong electron
correlations and the diagonal el ectron—phonon interac-
tion were simultaneously taken into account in [13-17].
It was found that the following three phonon modes
interact most strongly with electrons: the longitudinal
breathing mode (oxygen-ion vibrations in the CuO,
plane that deform the Cu—O bond), the apical breathing
mode (vibrations of apical oxygen ions that deform the
Cu-0O bond aong the ¢ axis), and the bending mode
(oxygen-ion vibrations in the CuO, layer normal to the
Cu-0O bond) (Fig. 1). Neutron-scattering experiments
reveal ed the maximum softening of the breathing mode
at the boundary of the Brillouin zone, at the (1/a; 0; 0)
point [18, 19]. Thejoint effect of EPI and spin-fluctua-
tion interaction on the superconducting pairing without
regard for strong electron correlations was analyzed
in [20]. As follows from the results of all these works,
the breathing mode interacts most strongly at a phonon
guasi-momentum q ~ Q = (1Tva; Tva) and breaks pairing
with the dxz_yz symmetry; the bending mode has max-

imum interaction at small g; and the apical breathing
mode has a matrix interaction element that is indepen-
dent of the in-plane wavevector g. Oxygen-ion vibra-
tions normal to the CuO, plane strongly modulate the
ionic component of the chemical bond in the cuprates
by changing the Madelung potential; hence, they
strongly interact with electrons [11].

Kinks in ARPES experiments at the noda (k =
(Tv2a; 1¥2a)) and antinodal (k = (1/a; 0)) points have
different boson frequencies and different temperature
dependences; therefore, their analysis requires a
detailed description of EPI, in particular, the descrip-
tion of the dependence of the matrix elements gV(k, q)
on not only the transferred momentum q but also on the
incoming momentum k [21]. Thelatter dependence can
only be caused by the off-diagonal part of EPI. When
the authors of [22, 23] derived EPI, they took into
account strong electron correlations within the frame-
work of the three-band p—d model and diagonal and off-
diagonal EPIsand only considered the breathing mode.
Asaresult, they constructed an effective t—J model with
EPI. In this work, we investigate the interaction of
strongly correlated electronswith all three modes given
above and find diagonal and off-diagonal contributions
to EPI. By comparing the crystal structures and phonon
spectraof LSCO (T structure) and NCCO (T structure),
we could reveal the contributions to EPI that disappear
when passing from the T to the T' structure and could
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Fig. 1. Schematic diagram for atomic displacements for
(a) the breathing mode, (b) the bending mode, and (c) the
apical breathing mode.

explain why the EPI in the T' structure is significantly
weaker than that in the hole cuprates.

2. DERIVATION
OF ELECTRON-PHONON INTERACTION
USING A MULTIBAND p-d MODEL
FOR LAYERED CUPRATES

The Hamiltonian of the CuO, layer in the multiband

p—d model can be written as follows (in the hole repre-
sentation) [24]:

Hog = z (Eix—M)Nipg + Z Zti)\j)\lar)\caj)\'c

AN AWt t
+ Z Z(Vij NixsNinvo = Jij Aino@ire@jra@jne) -
ijog’ AN

Here, nj, = aiTM, Qg aiTM, isthe operator of production
of aholeonthesitei = R inthe orbital state A with the
spin projection o and the energy €;,; MU is the chemical

potential; tﬁ-” isthe matrix element of an atomic jump;

and V" and Ji" are the matrix elements of the Cou-
lomb and exchange interactions, respectively. Unlike
the three-band p—d model [25, 26], the multiband
model takes into account boththed . . andd . .=

3z —r

d . copper orbitals (although the other threet,, orbitals

can also be included, they are filled by electrons and
their energy levelsin the electron valence band are well
below the low-energy range (E < 1 eV) to be studied
here). For oxygen ionslying in the CuO, layer, we take
into account the p, and p, orbitals, and the p, orbitals of
the apical oxygen (which are present in the T structure
and are absent in the T' structure) are also considered.
Important microscopic model parameters are the fol-
lowing: t,q is @ hopping between the dxz_yz copper and

thein-plane oxygen; t,, is ahopping between neighbor-
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ing (O, and O,) oxygen ions; and t,,4 and t,,, are hop-
pings between copper and the apical oxygen and thein-
plane and apical oxygen, respectively. From the Cou-
lomb interactions, we distinguish the intra-atomic
interactions of two holes in one (U, is the Hubbard
parameter) and different (V) orbitals, the correspond-
ing interactions (U, and V,) for oxygen, the Coulomb
interaction of neighboring copper and oxygen (V),
and the interaction of neighboring oxygen ions (V).
From the exchange interactions, we distinguish intra-
atomic (Hund) exchange parameters Jy and J,. A
detailed analysis of Hamiltonian (1) and various matrix
elements, as well as a procedure for the calculation of
the band structure of quasi particles with allowance for
strong electron correlations using a generalized tight-
binding (GTB) method, are givenin [12, 27].
After the Wannier functions have been constructed
in the framework of the GTB method, Hamiltonian (1)
iswritten asthe sum of intracell (H.) and intercell (H..)
parts[12, 27]
H=H,+H

cc
Ho= S Hp Hy= HP? + HO + 1 (2
f

b b
Hee = 3 (hig +hig + hgY).

fgo

Here, thef and g sitesare only related to the copper sub-
lattice (the cell is the CuQg or CuQ, cluster), since the
Wannier functions are centered at the Cu sites. The
superscripts a and b indicate the symmetries of the

Wannier functions; the dxz_yz copper states are hybrid-
ized inside the cell with the molecular b, orbital of the
in-plane oxygen, and the d . copper states are hybrid-

ized with the a,, states of the in-plane oxygen and the
p, states of the apical oxygen. Apart from one-particle

p—d and p—p hoppingsinsidethecell, the H $b) and H ia)
Hamiltonians contain intracell Coulomb interactions.
For example, U, and V4 are involved in al three H;

terms. However, Hﬁab) only contains Coulomb and

exchange interactions, since the Wannier functions
inside the cell are orthogonal. They are mixed due to
hoppings between neighboring cells, and thismixing is

contained in the h{3” term.

To take into account strong electron correlations
within the framework of the GTB method, we first
exactly diagonalize the H; Hamiltonian and useits com-
plete set of eigenstates{|pJ to construct the Hubbard X

operators X! = |p[d. In the second stage, the intercell
Hamiltonian part H, iswritten in the X representation,
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and it has the same operator structure (~tX¢X,) as the
hopping Hamiltonian in the standard Hubbard model.
This fact allows us to find the Green function and a
band structure using perturbation theory. A dispersion
equation for the calculation of a band structure in the
GTB method has the form (in the paramagnetic phase)

E-Q, ,
= Omm — gy)\c(m)TM'(k)y)\'o(m)

det =0,

where the coefficients y,,(m) of the representation of
the one-electron operators in terms of the Hubbard X
operators,

Afpe = Zy)\c(m)xrfn! m‘—’(p! q)! (4)

are calculated after the exact diagonalization of H;. The
Q,, energies have a one-particle meaning, and they are
defined as resonances between multielectron terms |pl]
and |ql Q,, = E, — E,. Thefilling factors F, = IXPPLH+
X% just like the Q,,, energies, are calculated after the
exact diagonalization of H;. Finaly, the intercell hop-
ping matrix elements T,,.(k) are defined by different
p—d and p—p hoppings. For example, electron produc-
tion at the bottom of the conduction band of undoped
La,CuQ, or Nd,CuQ, isrelated to aresonance between
the vacuum (|OC] the d'°p® configuration) molecular
orbitalsand the one-hole (|o[,Jo = +1/2; amixture of the
d®p® and d'%® configurations) molecular orbitals. Hole
production near the valence band top is related to reso-
nances Qg between the one-hole |o[states and the two-
hole |sCA singlet that is mixed with the band of triplet
excitations Q; (|1, c0— |2, T with the participation
of the two-hole *B triplet.

In the one-hole sector of the Hilbert space, the
blocks of the H; matrix with the b and a symmetries
have the form

Ue(d, ,) -0
e = g0y T (5)
O —T, €p O
D 1
0&(dz) -ty —Tpe O
@ _ [ . O
HO =0 @ e -ty (6)
a . . ]
O _Tpd _tpp 8(pz) O

where the hopping parameters T and the energies of the
oxygen b and a orbitals are renormalized as compared
totheinitial atomic valuesdueto the construction of the
Wannier functions. The corresponding matrices in the
two-hole sector have a large dimension; they are given
in an explicit form in [12, 27] and are not discussed
here.
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After diagonalizing the intracell H. part and after
passing to the X-operator representation, we can write
electron Hamiltonian (1) as

1 ,
Ha = 3 (B —n)X{" ™+ 5 S t"XEXg. (7)
fny fg mm'

At low energies near the bottom of the conduction band
and the top of the valence band, we restrict ourselvesto
thefollowing set of nyderms: n=0, [0GIn=1, |olJo =
+1/2; n=2, singlet [sCand triplet [T, MLJM =0, £1[12].
Indices m, m' denote various hole excitations. For this
set of [nyterms, the disappearance of aholewith aspin
o in Eq. (4) is described by the following quasiparti-
clessaam=0,(0,0);am=1,(0,s);am=2, (0, TO);
and a m= 3, (o, T20).

As usua, when EPI is derived in terms of the GTB
method, it is necessary to take into account the modula-
tion of the intra-atomic (g,) and interatomic (t}")
parameters upon atomic displacements. Moreover, in
our case, EPI is contributed by the modulation of the
Coulomb interatomic interaction. It is important that
the modulation of the one- and two-particle Hamilto-
nian parameters due to atomic displacements contrib-
utes to not only the one-particle but also the two-parti-
cle terms; in the general case, it also contributes to the
multiparticle terms E,,, (where n is the number of elec-
trons, and y is the set of quantum numbers) that deter-
mine the resonance energies Q in Eq. (3), whence
adiagonal contribution to EPI appears. The modulation
of various atomic-jump and Coulomb-interaction
parameters also causes an off-diagonal contribution to
EPI. As aresult of atomic displacements, the energies
of the |nyterms become site-dependent:

Eny(Ri) = Eny(RiO+ui) = Eny(0)+gnyui- (8)

Similarly, the hopping and interaction parameters
depend on the difference in the sites R; — R; = Rjp —
Rjo + Ujj, Uj = U, — u;. In alinear approximation, we
have

ijs

thy" = thy (0) + V™ [y, 9)

Here, a set of the phenomenological g, and V™
parameters specifies the diagonal and off-diagonal con-
tributionsto EPI. Asaresult, we obtain el ectron Hamil-
tonian (7), in which all energies belong to the undis-
turbed lattice (i.e., E,,(0) and t,(0)), and the EPI Hamil-
tonian

Hel—ph = Z gny [u f erw "
fny

(10)
. L
+3 SV XPXg

fg mm'

in the system of strongly correlated electrons.
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Using the breathing mode as an example, we con-
sider characteristic displacements and modulation of
the corresponding Hamiltonian parameters. Figure 1
shows a fragment of the CuO, layer and the directions
of oxygen-ion displacements for the three phonon
modes under discussion. For the breathing mode, adis-
placement of the O~ ion along the Cu—O bond (Fig. 14)
changes the Madelung potential and, thus, the d-level
energy in the crystal field:

si(dXZ_yZ) = &40+ g Ly,

U = ux%i + %%—Uxa?i—%%

+Uy R + %% ~u,R - %%‘

In the approximation that is linear in displacements,
modulation of the €, level on oxygen is absent because
of the symmetry, since the contributions from the left
and right copper ionsare canceled (Fig. 1a). Asaresult,
we have modulation of the charge transfer energy: A, =
€ — si(dxz_yz) = /Ay — g - u;. Analogous linear-in-dis-
placement contributions appear in the parameters of
hoppings between copper and the in-plane oxygen
(toa(i) = to4(0) + Ot,g), between oxygen and the oxygen
inside the CuO, layer (t,,(i) = t,,(0) + dty), and
between the apical oxygen and the in-plane oxygen
(top (i) = t,,(0) + 3t} ); they also appear in the param-
eters of the Coulomb interaction of copper with oxygen
(Vpa(i) = Vie(0) + 8V,) and of oxygen with oxygen
(Vpp(i) = Vpe(0) + 8V).

In[12], the parameters of Hamiltonian (1) were con-
sidered as phenomenological and were found from a
comparison with ARPES experimental data for
undoped Sr,CuO,Cl, oxychlorides. These parameters
have recently been calculated using the LDA and
LSD + U band-theory methods [28]. All hopping inte-
grals were found to be of the same order of magnitude:
top = tpp = 0.4-0.5t,4. The displacement dependence of
the parameters has not been calculated; therefore, in
this work we cannot describe EPI without using fitting
parameters. The modulation corrections to the hopping
integrals are assumed to be of the same order of magni-
tude: Sty ~ Ot,, ~ Oty ~ Oty

Apart from the modulation of the Coulomb interac-
tions and the crystal field, all these linear-in-displace-
ment modulations renormalize the energies of the one-
hole by, doublet |oCand the two-hole *A singlet and °B
triplet, which resultsin the modul ation of the Qgand Q+
energies (diagonal contribution to EPI). The off-diago-
nal contribution results from the modulation of T, in
dispersion equation (3). Since the distance depen-

(11)
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dences of all matrix elements of Hamiltonian (1) are
unknown, we introduce two parameters of the diagonal
and off-diagonal EPIs for each electron band and each
phonon mode (v). Using the completen&ss condition

XO,O+ X0,0+ X + XTM ™ =1 12
f f f

M=-1

for the multielectron basis of the cell, we can €liminate
one parameter of the diagonal EPI and write

((ZI\I)E)i = zuf Y
X[zgé“)x + 99X +zg$“)><”” TM}
(o)

As usual, the displacement vector is represented in the
form

(13)

uf,v = ¢'q,vexp(iq(Rf+Ra))1(l4)

iZ—ew
JNM [2M @, ,
where M, istheion a mass, R, istheion radius vector
inthe R; cell, &, , isthe polarization vector, and ¢, , =

by, v + bT , and bqu(biq,v) are operators of annihila-
tlon (productl on) of phonon v with the q wavevector.
Neglecting the copper-ion displacements (which are
small as compared to the oxygen-ion displacements),
for the breathing optical mode (v = 1) wefind

u Z ¢q1 'qERf
f1 s ./2|v| N

(15)

[ x(Ox)sn— +e (Oy)sin%a]

Asaresult, the diagonal part of EPI for thev mode can
finally be written as

Haa = [Z S 6 (@Ko XM 0 (16)

kqv m
where for the breathing mode we have

(1)
2ign

J2MoWyq 1

[ X(Ox)sm—— +e (Oy)sin(%?]

g% m(@) =
(17)

The off-diagonal part of EPI for thismodeis

(1) —
off -

S > Vi QU1+ ug DXTXT

fg mm'

(18)
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and can be represented as

1 .
Heif = [zzgf;f’mm-(k,q)lequq,v, (19)
kqv mm'
where
v/ (D)
g(§2 (k,q) = M
off, mm' 1
[2Mowq 1
X[ex(ox)sinq +ey(oy)smq” (20)

*[y(k) +y(k +q)]

and y(q) = (cosg,a + cosq,a)/2.
For the apical breathing mode (v = 2), the displace-

ments of the apical oxygen ions along the z axis modu-
late the crystal field on copper and, thus, d¢4, the
Cu-0Q,, bond length, the dt,4 hoppings, and the at,,,
hoppings between the apical and in-plane oxygen
(Fig. 1b). All these effects contribute only to the diago-
nal EPI, since they change the parameters only inside
the R; cell. Of course coupling between neighboring
CuO, layers al so appear; however, werestrict ourselves
to only one-layer cuprates in this work. Strong EPI for
this mode and its doping-induced softening were pre-
dicted in[29].

For a two-dimensional vector g =
g - R, = 0; therefore, we can write

(0. Qy), We have

z(oap) |q Ry
U, ., = —o , 21
f,2 ,\/N Z mq)q 2 ( )
so that
@) 9(2)
gdla m(q) = - ez(oap) (22)

/ZMqu,2

depends only weakly on g through the wy, , dispersion.
The off-diagonal part of EPI for the apical breathing
mode is absent:

0 (k, q) = 0.

For the bending mode (v = 3), displacementsin the
tetragonal phase are transverse to the Cu—O bond
(Fig. 1¢), and the microscopic nature of EPI for this
modeis not so obvious. Indeed, because of the symme-
try, the Cu-O bond lengths, the crystal field, and the ty
hopping cannot be modulated in the linear-in-displace-
ment approximation; their modulations are propor-
tional to the displacement squared [13]. Linear contri-
butions appear only inthe corrugated CuO, layer owing
to orthorhombic distortions, and they are small due to

(23)
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Fig. 2. EPI matrix element for the breathing mode at the k, nodal point: (a) the total element, (b) the diagonal part, and (c) the off-

diagonal part.

the small angle of corrugation. It should be noted that,
in [13] and most related works, EPI is derived from an
analysis of displacements using a simplified Hubbard
model or the three-band p—d model with absent apical-
oxygen states. In our p—d multiband model, the pres-
ence of the apical oxygen leadsto the modulation of the
distance between the in-plane and apical oxygen
(Fig. 1c). Asaresult, the ot,,, and 8V ,, parametersare
modulated in the linear-in-displacement approxima-
tion. Moreover, for this mode, the modulation of the
Madelung potentia (the ionic component of the chem-
ical bond) contributes significantly to EPI [11], since
oxygen-ion vibrations transversely to the CuO, plane
are weakly shielded.

Finally, the diagonal EPI with the bending mode can
be written in the form of Eq. (16) with the matrix ele-
ment

3)
3) 20,

Qdiam(Qd) = m

X [eZ(OX) cos%1 +¢,(0,) cos%l]

The matrix element of the off-diagonal EPI with the
same modeis

(24)

2V
./ZMO(A)(L3

X [ez(ox) cos=k, + Ci’Da +¢,(0,) cosk, + %Ea]

0% wm(k, Q) =
(25)
o]

By summarizing the results of this section, wewritethe
EPI Hamiltonian as

T
Hapn = 35 gk, )X o X (bgy + b1 ),

kgqv mm'

gg\%(k, Q) = 6mmgc(i:)a),m(q) + gz(n;}f) mm'(kv q)

(26)
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The gg, and g, matrix elements for the three phonon
modes under study are given by Egs. (17), (20),
(22)-(25).

It should be noted that the introduction of two phe-
nomenological parameters (g(nf) and Vﬁ,&) for the
diagonal and off-diagonal EPIsfor each modeisrelated
to not only alarge amount of different microscopic con-
tributions but also to incomplete knowledge of the dis-
tance dependences of various parameters. For example,
even for the simplest particular case of EPI in the t—J
model with the breathing mode, two works ([22, 23])
solving similar problems give different results: alarge
diagonal contribution (~0.25 €V) and a two orders of
magnitude smaller off-diagonal contribution in [22] in
contrast to virtually the same (~0.03 €V) diagonal and
off-diagonal contributionsto EPI in [23]. When severa
EPI mechanisms are taken into account, different con-
tributions begin to interfere; for instance, the contribu-
tion of 0V, decreases the contribution of oty by
approximately 30% [22]. When passing to a redlistic
model with alarge number of contributions to EPI, the
estimation errors of matrix elements accumulate; there-
fore, we think that the decision to restrict ourselves to
phenomenological parameters was reasonable.

3. ANALYSIS OF THE SYMMETRY
OF ELECTRON-PHONON INTERACTION

It is convenient to consider the dependences of the
matrix elements on k and ¢, which were obtained by
analyzing the atomic displacements in each mode,
using mapsin which [gV(k, g)]? is presented as a func-
tion of the phonon momentum q at fixed values of the
initial electron momentum k. The values of k were cho-
sen according to ARPES data in which renormalization
of the effective € ectron mass, which indicates interac-
tion between electrons and collective excitations, was
detected in the nodal direction for k, = ((1—90)102; (1 -
0)172) and in the nodal direction for k,, = (T(1 — d); &)
(where d ~ 0.1). Figures 2-5 show maps for the diago-
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Fig. 3. EPI matrix element for the breathing mode at the k ;, antinodal point: (a) the total element, (b) the diagonal part, and (c) the
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nal and off-diagonal matrix elements for EPl with the
breathing and bending modes at the nodal and antinodal

points. All the maps were plotted for ng‘]’) = ﬁ;’% =1.

Thetotal intensity |92 1 (a) + et mm (K, Q) for quasi-
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particles that are diagonal in the band index m,
g™ (k, q) is characterized by interference of the gy,
and g, matrix elements. An example of interferenceis
shown in Fig. 2a for the breathing mode, where the
peak height at q = (3174, 3174) in the total matrix ele-
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ment is smaller than that in the partial |gy(k, g)? con-
tribution (Fig. 2c) for the same q point.

For the nodal k, point, the |g®(k,, q)]? maxima of
the breathing mode (Fig. 2a) near the g points equal to
(31v4; 3174), (1t 0), and (0; 1) correspond to an off-
diagonal contribution (Fig. 2¢), and the diagonal part
(Fig. 2b) causes aweak maximum at the (1t 1) point. (It
is easy to see that the off-diagonal contribution for g =
(Tt 1) becomes zero, just as in [23].) The maximum
effective electron—phonon interaction is determined by
vibrations with the wavevectors g located at the edges
of the Brillouin zone. It isthese phononsthat transfer an
electron from k ~ Kk into states with the final momen-
tumk' =k + g lying at the Fermi surface. The intensity
of interaction with electrons for the half-breathing
mode g = (11, 0) ishigher than that for thefull breathing
mode q = (1t ). This finding agrees well with experi-
ments. As was shown in inelastic neutron scattering
experiments, the spectrum renormalization with doping
for the (11, 0) mode is about 20%, whereasit isonly 5%
for vibrations with the (1, ) wavevector [30, 31]. Note
that the softening and the line broadening and asymme-
try of the half-breathing mode were detected in a num-
ber of HTSCs (e.g., in LSCO [32], YBCO [33],
BKBO [34]). Moreover, the frequency of thisvibration
(70-85 meV) fallsin the range of the kink energy inthe
nodal direction. The energy of the full breathing mode
is 8590 meV, which is higher than this value.

Theinteraction of the breathing mode with electrons
having an initial momentum Kk, is effectively small.
The |gW(k,,, q)]? maximum at the (0; T) point (Fig. 3a)
correspondsto the scattering of electrons having anini-
tial momentum k 4, near the Fermi surface into the final
statek' =k + g = (11, 1), which isfar from the Fermi sur-
face. (Similar considerations are valid for the maxi-
mum at the (1T, 0) point). Note that the diagonal contri-
bution at the maxima is small (Fig. 3b), and the off-
diagonal contribution isthe main contribution (Fig. 3c).

For the bending mode, the effective interaction is
maximal at small values of the phonon momentum in
both the nodal (Fig. 4) and antinodal (Fig. 5) directions.
In both cases, the result depends on the diagonal contri-
bution to the total matrix element.

For the apical breathing mode, €electron—phonon
interaction is independent of the k and q vectors.

Thus, an analysis of the atomic displacements of the
vibrations under study shows the following. The inter-
action of electrons at the nodal point is maximal for the
half-breathing mode with q = (11, 0) and for the bending
mode with small values of the wavevector q. The bend-
ing mode also strongly interact with electrons at the
antinodal point at small values of q. Moreover, the
matrix element squared (Jg®(k, q)P) for the half-
breathing mode is higher than that for the full breathing
mode q = (15, 1) at any values of the initial electron
momentum K.
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4. ELECTRON-PHONON INTERACTION
IN AN EFFECTIVE LOW-ENERGY MODEL

Intersite hoppings in Hamiltonian (7) contain intra-
band hoppings in the lower Hubbard hole band (m = 0,
the conduction band bottom in the electron representa-
tion) and in the upper Hubbard hole band (m = 1, the
valence band top). The corresponding Hubbard opera-

torsare X7 = X{° and X7 = X;°°.

Moreover, there are interband hoppings with excita-
tion through a gap with charge transfer A that are
described by the terms

:
15 XTXg = thXTOXT. (27)

The elimination of the interband hoppings result in the
effective low-energy one-band t-Jymodel [35]; for the

lower Hubbard band (el ectron doping), it can bewritten
in the form

Hi;, = H_;+Heg),

Hoy = 5 eaXi+ 5 XXy’
fo fgo (28)

+ fzg‘]fggsf ESg—j—'lnfnq%,

1:01 t01 L ~ ~
H(3) - z fmAmg(chrOX;cXgo_ X?Oxg]oxgc).

fgmo

Here, J, = 2(t7;)2/A is the exchange integral; S and ny
are the spin operator and the operator of the number of
particles at the site; and 6 = —0.

Off-diagonal EPI processes in Hamiltonian (10)
contain intraband processes of the form

V% X7OXS°, (29)

Their elimination in the second order in V% corre-

sponds to the corrections 8, ~ (V°1)2ufg/A to the

exchange integral, and we neglect them, since we
restrict ourselves to linear-in-displacement contribu-
tions. At the same time, acombination of two perturba-
tions (27) and (29) gives a linear-in-displacement cor-
rection to the exchange integral (spin—phonon interac-
tion):
01, ,01 01
53, = 2tV [l _ V7 [y

01
A ttg

iy (30)

Since the displacements are small and since V%u < to
in series (9), we have 8J < J. The spin—phonon interac-
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tion Hamiltonian is

s—ph - ZAfg(q V)% BS) __nfnq%
fgqv

+
X (by,y +bg ),
2it54/A
J2Mowy
x (ngxéf,g+x + Vg\i)yaf,g:ry)'

Analogous linear-in-displacement corrections also
appear in the three-center terms:

eiq OR¢ +Ry) (31)

Afg(q1 V) =

H(3) - _ VOl(tfmumg + ufmtmg)
el-ph Z A
fgmo (32)
X (XFOXXG® = XTOXETXS°).

In (30) and (32), we ignore the corrections that are lin-
ear in displacements but small in the V% - u/A para-
meter.

Thus, by making alowance for electron—phonon

interaction, we can write the effective low-energy t—J*
model asfollows:

— 0 3)
Her = Hige + Hpn + Hepn + Hg pn + HeZpn,

Hon = Zw b, g, v» (33)

eI ph - z g(V) qiv)xck’+qxf<)o(bq,v+biq,v)-

kqvo

The band structure of the p-type cupratesis formed
with the participation of two-particle *A; singlet and °B,
triplet and ismore complex [12]; however, the contribu-
tion of thetriplet band Q; to the dispersion and the den-
sity of states manifestsitself mainly below (by 0.5 eV)
the valence band top, near which the Fermi level is
pinned upon doping up to an optimum concentration
(X < Xop)- Therefore, to discuss the kinks and supercon-
ducting mechanisms, we may neglect the triplet band;
then, we obtain an effective hole Hamiltonian that is
identical to Hamiltonian (33) in which the operator X%
of the lower Hubbard hole band is replaced by the oper-

ator X% of the upper band (m=0 —» m= 1).

We now consider the simplest EPI contribution to
the electron mass operator,

2(k€) = NZ [dolgi(a k)

xG(k-qg,e—w)D(q, w).

Detailed computation of spectrum renormalizations is
beyond the scope of this work, and we only present

(34)
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gualitative notes. First, electrons in the strong-correla
tion regimein the t—=J model are described as quasi par-
ticlesin the Hubbard subband, and their spectral weight
is specified by the filling factor F, in the numerator of
the Green function (see Eq. (3)). For electron doping in
Nd,_,Ce CuQ,, we have

= IX¥0+ X70= (1+x)/2,
and for holedoping in La,_,Sr,CuO, we have

F, = IX°O+ X3 = (1+x)/2.

This spectral weight of quasiparticles appears in the
Hartree—Fock Green function G in Eq. (34); asaresult,
the dimensionless EPI parameter for free electrons,
Ao = (9%wp)N(0), decreases by the filling factor: A =
Ao(1 + X)/2.

Second, based on EPI intensity maps and on the
energy and momentum conservation laws, we can qual-
itatively analyze the modes that contribute to the kinks.
In this analysis, we assume that the electron energy in
the superconducting phase is described by the
Bardeen—Cooper—Schrieffer formula

E(k) = f\/£k+Ak’

the A gap has the d._
Ao(cosk,a — cosk a)/2.

We now consider (K, €) at thenodal pointk, = ((1 -
0)1V2; (1 —0)102), d < 0.1. For the breathing mode, we
have interaction maxima with transferred momenta
g, = (3174; 3174) and q, = (15, ) (Fig. 2). An electron
with k,, — q, isfar from the Fermi surface, and the state
with k,, — g, is near the Fermi level. Here, E(k,—Q,) =
A(Kk,,—q,) = 0 both above and below T; therefore, for a

kink energy (k) = [E(k,—q) — w{" |, we obtain g(k,) =
70 meV, which corresponds to the breathing-mode
energy. An EPI maximum at the point q; = (15, 0) (the
half-breathing mode) is also visiblein Fig. 2. The vec-
tor k, — gz = (—-102; 12) is close to the noda point;
therefore, this mode obeysthe energy conservation law.
For the bending mode with an energy w= 35 meV, EPI
maxima are at the points q = (0; 0) and q = (11, 1)
(Fig. 4) and the vectors k,, — q are close to k,,; however,
the energy conservation law with g(k,,) = 70 meV does
not hold true. Thus, contributions to the electronic-
spectrum renormalizations at the nodal point are caused
by diagonal EPI with the breathing mode and by off-
diagona EPI with the half-breathing mode, with the
kink energy being temperature-independent because of
the gap symmetry A(K).

Similarly, for the antinodal point k,, EPI with the
breathing mode has maxima for g, = (15, ) (from a
diagonal matrix element) and for g5 = (15, 0) (from an

v symmetry, and A(k) =
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off-diagonal matrix element) (Fig. 3). The state with
k., — 0, iscloseto the antinodal point and E(K,,—Q,) =
A(Tt 0) ~ Ay = 35 meV (thisistrue of optimally doped
Bi2212, where kinks with energiesof 40 meV a T =
100 K and of 70 meV at T = 10 K were detected [4]).
The state with k4, — g3 lies far from the Fermi surface
and is of little interest. The contribution from the
breathing mode does not obey the energy conservation
law at both T > T, and T < T,.. However, EPI with the
bending mode at q = O obeys al conservation laws
(Fig.5). At T<T,, we have

e(Kan) = 70= |80+,
andat T > T, we have

(Kan) = 0.

According to [4], a sharp decrease in the kink ampli-
tude at the antinodal point above T, is caused by two
factors: a decrease in the density of states at € in the
normal phase as compared to the superconducting
phase and temperature-induced smearing. Thus, as
in[4], we arrive at the conclusion that the kink at the
antinodal point is mainly contributed by the bending
mode.

5. DISCUSSION

The consideration of EPI given above implied the
La,_,Sr,CuQ, structure (the T structure). Let us quali-
tatively discuss changes in the EPI when going to the
Nd,_,Ce,CuO, structure (the T' structure). The T
structure has no apical oxygen above and below the Cu
ions; therefore, the main change is caused by the
absence of the apical breathing mode with a strong EPI
(v = 2 in our designations in EQ. (26)). Moreover,
gf,frfq (k, q) decreases substantially for EPI with the

breathing mode, since the &t,, and &V, contribu-
tions, which give linear-in-displacement terms in EPI
for this mode (see discussion before Eq. (24)), disap-
pear.

Asfor EPI with the breathing mode, the basic con-
tribution is generated by oxygen-ion displacements in
the Cu-0O plane; therefore, we conclude that the values

of gf,fr)r, (k, ) for the T and T' structures differ only

dlightly. Inelastic neutron scattering experiments also
indicate that the doping-induced changes in the phonon
spectra of the breathing mode in La, _,Sr,CuO, and
Nd,_,Ce,CuQ, are similar [19]. A comparison of the
EPIsinthe T and T' structures makes it clear why the
kink in the antinodal direction (0; 0)—(1t, 0) isabsent in
Nd,_,CeCuQ,: it is absent because the interaction
with the bending mode is smaller than that in
La, _,S,CuQ,. If the EPI with the breathing mode
changes only weakly, it is unclear why the kink in the
nodal direction (0; 0)—T5, ) isabsent. The ARPES data
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for Nd,_,Ce CuQ, in [36] imply weaker specific fea
turesin this direction.

To develop a superconducting theory, the effective
Hamiltonian in which EPI isexcluded using the Frolich
transform is of interest [37]. Until we restrict ourselves
to an effective Hamiltonian for the CuO, layer, the non-
adiabatic effects caused by vibrations with wavevectors
g, dong the c axis are insignificant [38]. For the t—J*
model with phonons (33), the Fréhlich transform in
terms of the X operators is nontrivia; therefore, we
briefly dwell on it. We write aHamiltonian as

H = Hel + Hel—phv (35)

where Hy is the Hamiltonian of the t-J* model
(Eq. (33)) for the conduction band bottom (m= 0) or for
the valence band top (m = 1) and Hg_, is described by
Eg. (26). In the canonical transformation Hg =
exp(-9Hexp(S), the Soperator is chosen to be

' mm’ 1-m m
S=3 Y (akg blg+ Big by Xie Xk (36)
kqo mm'

Asusual, wefind the a and 3 coefficients from the con-
dition

Hel—ph + [Hell S] =0 (37)
and write Hy; as
1
Hg = Hg + E[Hel—phl g. (38)

In solving Eq. (37), we neglect the interband contri-
butionsin Eq. (36). First, the EPI interband matrix ele-
ments are always smaller than the intraband elements,
since the former elements only contain off-diagonal
contributions (see Eq. (26)); second, interband excita-
tions go through a large gap A between the lower and
upper Hubbard subbands, so that the corresponding
contributions are ~gf,‘,’r)n| /A < 1. Insolving Eq. (37), we
also use aHubbard-1 type approximationinthe[Hy, §
commutator. As aresult, for the m band we obtain

Cicgy = Gm(K, Q)
X [(t(K) = t(K + @) Fry— 0 ] 7
By = Gmm(k, Q)
X [(t(K) —t(K + @) Frp— 0 ]

wheret (k) = glk t(R) exp(ikR). The dependence of a
|

and 3 on the filling factor F,, and, hence, the dopant
concentration appears as the effect of strong correla
tions. Asaresult, the effective Hamiltonian can be writ-
ten as

(39)

Her = Hi_pe + HeZpneas (40)
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where H,_; is described by Eq. (28) and Hg_pnq IS
defined as

Hel—ph—el = Z ZvrknEqXELqXE_qXEX?,

kk'gv m

v) (v)

Vrknlz]jq = gmm(ki q)gmm(k'l _q)(*)q,v (41)

% [(t(k) =tk + @) °Fr—w]

Here, m =0 and m = 1 give effective Hamiltonians for
the cuprates with electron and hole doping types,
respectively.

In contrast to the analogous effective interaction of
weakly correlated electrons, the effective interaction in
the regime of strong electron correlations depends on
the occupation numbers and, hence, on the concentra-
tion, temperature, and the magnetic field.

6. CONCLUSIONS

We have derived EPI within the framework of a
multiband realistic model of cuprates in the regime of
strong electron correlations. The number of different
microscopic contributionsis large, and they are caused
by the modulation of all interatomic-distance-depen-
dent parameters upon ionic displacements, these
include one-electron parameters (t,q and t,, hoppings
between various p and d orbitals and the one-electron
energiesof pand d orbitalsin the crystal field) and two-
electron parameters (Coulomb matrix elements). For
each vibration mode v, we combine different micro-
scopic contributions to form two parameters that char-
acterize diagonal EPI (on lattice sites) and off-diagonal
EPI. Explicit dependences of the g,,(q) and gu(Q)
matrix elements on the wavevectors were found for
three modes, namely, breathing, apical breathing, and
bending modes. A symmetrical analysis of these matrix
elements allowed the qualitative conclusion that EPI
with the breathing mode isinvolved in the formation of
akink in an electronic spectrum in the nodal direction
(O; 0)—(1t, ) and that the bending maode is responsible
for akink in the antinodal direction (O; 0)—(1t, 0).

It does not follow from our results that the kinks are
only caused by EPI. We do not exclude additive EPI
contributions and interaction with spin fluctuations.
Note that the recent calculation [39] of electronic-spec-
trum renormalizations by the nonperturbation varia-
tional Monte Carlo method, which aso includes inter-
action with spin fluctuations, has not reveal ed kinks and
has detected weaker e ectronic-spectrum renormaliza
tions.

A comparison of EPIs in the n-type cuprates with
the T' lattice and in the p-type cuprateswith the T lattice
showed a weaker EPI in the T' lattice as compared to
the T lattice. However, the EPIs for the breathing mode
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differ only weakly for these two types of cuprates. An
additiona origin of electron—hole asymmetry in the
cuprates is related to different natures of the carrier
bands: in the hole cuprates, carriers are holes moving
along the oxygen p, orbitals, whereas in the electron
cuprates carriers are predominantly electrons of the

d._. orbita of Cu.

The effects of strong correlations in EPlI manifest
themselvesin thefilling factors F,,, which are self-con-
sistently determined via the occupation numbers of
multiel ectron terms and are functions of the carrier con-
centration, the temperature, and the magnetic field. The
same factors specify the nonintegral spectral weight of
the Hubbard quasiparticles, i.e., the specific features of
aband structurein strongly correlated systems.
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Abstract—The propagation of a polarized ultrashort laser pulse is analyzed by the inverse scattering method
under initial conditions including a spatial pulse profile, a state of the medium, and a “switched-on” resonant
atomfield interaction. Magnetic degeneracy of atomic levelsistaken into account. The Maxwell-Bloch equa-
tions are rewritten in Hamiltonian form without redefining the spatial and temporal variables. Theinverse scat-
tering method is based on an analysis of a new spectral problem. Gelfand-L evitan—Marchenko-type equations
are derived, asoliton solution is obtained, and the changesin parameters of two solitons after their collision are
calculated. A possible experimental setup for implementing the system under analysisisdiscussed. © 2005 Ple-

iades Publishing, Inc.

1. INTRODUCTION

Pulse propagation in resonant media has long since
attracted the attention of experimentalists and theorists
by the diversity of propagation regimesand related phe-
nomena of practical interest, its amenability to various
analytical methods, and a broad scope of numerical
analysis. Problems of interest include propagation of
single resonant ultrashort pulses (USPs) and simulta-
neous propagation of such pulses combined with waves
having different carrier frequencies or long background
pulses. These processes are of interest as feasible
regimes of pulse propagation with group velocities
much lower than the phase velocity of light and as
impressive demonstrations of soliton propagation in
optics. In the simplest case of a single-mode pulse
propagating in a resonant medium, concurrent absorp-
tion and stimulated emission processes sustain a time-
independent shape of a pulse propagating with a group
velocity that may be much lower than the phase vel ocity
of light in the medium. Such pulsesare described by soli-
ton solutionsto the MaxwelI-Bloch equations. This phe-
nomenon is known as self-induced transparency [1].

To date, the common setting for both experimental
and theoretical studies of self-induced transparency has
been asfollows [2, 3]. At the input end (point z = 0) of
a resonant medium occupying the half-space z = 0, the
temporal pulse profile (minusthe profile of the reflected
pulse) isé(t) Thisprofileisused asaninitial condition
in solving the Cauchy problem for appropriate Max-
well-Bloch equations. The propagation of the pulse
into the medium istreated asits evolution in time. Note
that the Maxwell-Bloch equations are written in the
semi-light-cone gaugein termsof zand t —z/c. Previous
studies, inverse scattering method, its application to

mathematical models of self-induced transparency, and
avariety of solutions were reviewed in [4].

In this paper, the problem of USP propagation is
considered in the following setting. After an off-reso-
nant USP propagating in a medium has traveled far
from the boundary and its spatia profile can be
described by a function €(2), resonant interaction
between the pulse and the medium is “switched on” at
theinstant t = 0. Thus, the spatial profile €4(2) is used
as an initial condition in the Cauchy problem for the
same Maxwell-Bloch equations written in the original
variables zand t, and the profile of the evolving pulseis
treated as a function of t.

Mathematically, the proposed and conventional
statements of the problem are essentially different, even
though the starting equations may be similar, asin the
case of boundary value problemsfor the same operator.
In terms of the inverse scattering method used to solve
these problems, the difference can be explained as fol-

lows. Suppose that Lax operators L and A define the
zero-curvature representation of the origina system of
equations. Then, different inverse scattering problems

for the operators L and A are to be solved. For waves
propagating in a Kerr medium, this difference in state-
ment and solution of the problem was discussed in [5].

An analysisof possible physical implementations of
USP propagation in a resonant medium suggests that it
can be treated by applying the widely used Stark-pulse
technique [6]. However, this technique has previously
been used to analyze coherent optical phenomena, such
as photon echoes, optical nutation, and optical free-
induction decay. The idea behind the Stark-pulse tech-
nique as applied in those studies is as follows. Instead
of generating aUSP in amedium, acw laser isfocused

1063-7761/05/10105-0856$26.00 © 2005 Pleiades Publishing, Inc.
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into the medium placed in a capacitor. The electric field
generated by applying voltage across the capacitor for
a short time shifts the atomic energy levels in the
medium, and atomic transitions are brought into reso-
nance with the laser beam. Thisis equivalent to irradi-
ation of atoms by a resonant ultrashort pulse. Thus,
pulse propagation, interaction with atoms, and their
excitation are substituted by briefly switching the
capacitor electric field on and off and thus manipulating
resonant interaction conditions by means of Stark
effect.

In the setting proposed here for anaysis of self-
induced transparency, the Stark-pulse technique is
applied by “switching on” resonant interaction with an
ultrashort pulse propagating in a medium, i.e., by
manipulating resonance conditions as in studies of
other coherent transient processes. As an example, con-
sider a USP propagating in a resonant medium placed
in a capacitor where static electric field is already
applied. Due to the Stark shift, the USP propagation
takes place under off-resonance conditions. Then, con-
ditions for resonant USP propagation can be created by
switching off the Stark field.

In physical terms, the proposed setting for USP
propagation in aresonant medium can be interpreted as
USP propagation under manipulated resonance condi-
tions or as a special Stark-pulse technique designed to
study self-induced transparency.

The present analysis of USP propagation under
manipulated resonance conditions is performed for an
arbitrary USP polarization and magnetically degener-
ate resonant energy levels. The novelty of the mathe-
matical statement of the problem can be explained as
follows. According to [7], the generalized Maxwell—
Bloch equations taking into account USP polarization
and degeneracy of energy levels can be solved by the
inverse scattering method. In the conventional
approach, this solution involves analysis of the spectral
problem formulated by Manakov [8]. In the proposed
approach, solution of the Cauchy problem by the
inverse scattering method leads to a new spectral prob-
lem. Inthisstudy, an analysisof the Jost matricesispre-
sented, and the Gelfand-Levitan—Marchenko-type
equations required to solve the inverse scattering prob-
lem are derived.

It should be noted that the proposed approach can be
applied not only to singleemode USP propagation
under one-photon resonance conditions, but also to
other problems of USP propagation in resonant media.
In particular, analogous settings can be discussed for
two-frequency USPs of polarized light under condi-
tions of doubl e resonance with degeneratetransitionsor
for USP combined with along background pulse under
double-resonance or Raman-resonance conditions. The
present analysis is focused on polarized USP propaga
tion in atwo-level medium with magnetically degener-
ate energy levels with magnetic quantum numbers 0
and 1. An analogous problem was considered in [9]
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Fig. 1. Manipulation of resonance conditions by Stark shift-
ing for (a) narrow or (b) broad spectral lines. Bell-shaped
curves represent the number of atoms vs. transition fre-
quency between two energy levels. The central frequencies

wyp and wy, of these distributions correspond to zero and
nonzero Stark field strengths, respectively. The USP fre-
quency is wy. Hatched areas correspond to groups of atoms
involved in resonant interaction at zero and/or nonzero
Stark field strengths. In the reversed setting, wy, and wy are

the central frequencies of atom distributions in zero and
nonzero Stark fields, respectively.

without taking into account energy-level degeneracy
and pulse polarization. Note that the proposed setting
can also be used to analyze superfluorescence, whichis
generally considered in the framework of the conven-
tional spectral problem [10].

Finaly, the present analysis of a spectral problem
can serve as a basis for correct description of quantum
solitons of the Maxwell-Bloch lattice without redefin-
ing the spatial and tempora variables, because the
semi-light-cone quantization [11], strictly speaking,
corresponds to a somewhat different problem.

It should &l so be noted that USP propagation in real
resonant media is usually complicated by inhomoge-
neous broadening of spectral lines. More precisely, as
the Stark field is switched on, the el ectromagnetic wave
is detuned from resonance with the initially resonant
transitions in one group of atoms and brought into res-
onance with another group of atoms within an inhomo-
geneously broadened spectral line (see Fig. 1). Accord-
ingly, when the Stark shift is not sufficiently large, the
USPisawaysin resonance with atomic transitionsin a
group of atoms, which complicates the pattern of inter-
action between the USP and the medium under Stark
shift. Analysis of an analogous pattern in photon echoes
has resulted in the discovery of a new effect [12, 13].
Self-induced transparency is described by the Max-
well-Bloch equations with detuning depending on spa-
tial coordinates and time, for which two different
Cauchy problems can also be formulated and solved by
an inverse scattering method with spectral parameter
depending on time (or coordinate). This approach has
been successfully applied to some problems of thiskind
[14-17], but its applicability to the problem considered
here remains an open guestion. Note that both photon
echoes[12, 13] and USP propagation in optically dense
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Fig. 2. Transitions between Zeeman sublevels of resonant
levels for atwo-level system with angular momentum val-
uesOand 1.

media could be described here by aunified model anal-
ogous to that considered in [18]. However, the present
analysis is restricted to the simplest conditions illus-
trated by Fig. 1a, in which case the aforementioned
dependence of coefficients in the Maxwell-Bloch
equations can be eliminated by the method described in
Section 2.

In Section 2, we formulate the problem, derive the
generalized Maxwell-Bloch equations, and write out
their zero-curvature representation. In Section 3, the
Maxwell-Bloch equations are rewritten in Hamiltonian
form without redefining the spatial and temporal vari-
ables. In Section 4, we determine fundamental Poisson
brackets. In Section 5, we analyze a new spectral prob-
lem under the simplest boundary conditions, which cor-
respond to a medium in thermodynamic equilibrium,
and derive Gelfand-Levitan—Marchenko-type equa
tions. In Section 6, we discuss other regimes of reso-
nant USP propagation for which solutions can be
obtained by solving similar spectral problems. We also
discuss the problem corresponding to nonequilibrium
boundary conditions. In Section 7, we present a one-
soliton solution and the results of the collision of polar-
ized solitons described by solving the new spectral
problem.

2. STATEMENT OF THE PROBLEM
AND BASIC EQUATIONS

Suppose that the carrier frequency w = kc of an
ultrashort pulse with the electric field strength

E = €(z t)exp[i(kz—wt)] +c.c.

is resonant with the frequency wy, = (E, — E,)/% of the
allowed optical transition between energy eigenstates
|E ja mOand |E,, j,, mylof particles in the medium,
where E, and E,, are energies, j, and j, are total angular
momenta, and m, and m, are the magnetic quantum
numbers. The eigenstates are magnetically degenerate.
The particles are placed in a capacitor, and the Stark
shift and splitting are such that the USP is not resonant
with any allowed optical transition.

We assume that the USP enters the medium when
the static field is switched on and therefore propagates
under off-resonance conditions, with a phase velocity c.
At t =0, the capacitor electric field is switched off, and
the propagating USP is brought into resonance with the
medium. Starting from thisinstant, the particles can be
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treated as two-level atoms with degenerate states
|E jo mCand |E,, j,, myd(see Fig. 2). The USP propa
gation is then described by the equation for the pulse
envelope

9 165%

@Z cotd i21kN z Qm mmemb (1)

m,, my

and the Schrodinger equation for the wavefunction

WO= 3 QhIE, j, m e 2

my

' : IE
+ ngqblEb’ I Mp&Xp(—iAt) exp% ﬁbt%

my
of resonant particles written for the probability ampli-
tudes as

% Qm

- _Z m mb%q* me
o @

A2 —z( )% dm, Qn

b
at + hAme -
The dynamic Stark effect is neglected here. Using the
standard definition of the spherical components of the
vector potential A,

A" = :227(A£IA), A = A,
we express the matrix elements of spherica compo-
nents of the dipole moment operator in terms of the
reduced dipole moment d as follows:

D i 0
A, = (1) o L ag,
D—mb q m, 0
O i OJ
A = (-1)P7™0 de e g,
d-m, q m,U
For j,=1and]j, =0, we have
O
mbm = ( l) 11 ODd = i6qmb’
-m, q 00 3
O 0 *
d?namb = DO L1 Od* = _d_éq—mb’
00qm,O J3
Da 1a|:| q _ H a*d_* b
Q)z % —i21kNQ JéQ_q’
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aQ_

Z [ —Q* Qq

Q_q+ﬁAQ g = %q_g_Qa’

J3

forj,=0andj, =1,

o1 10 d 5
dl =0 Od = ,
™% " 50 g m,0 Jf%qm
1 10,  d*

__6m:
/\/éqa

a*d

9 , 1900 _ i 21kN Q] [Q

Bz " cotl
6Q _ ay 0Q" 9 d ~a
i% atq [‘é Q°, in= P +HAQ° = Z% 7

By introducing the polarization vector and the popu-
lation matrices N and ., defined as

)

a_ dT;Qa*Qk_)q, N = Qa*Qa, J‘/quq — QE;QEq

forj,=1andj,=0and
d* ax * a ~ax
"= 7% Q% N = -Q™Q", Mgq = -Q4Q;
forj,=0andj, =1, Egs. (1) and (2) arerewrittenin the
form of generalized Maxwell-Bloch equations:

9,100, _
05yt G atﬂ% —i2TKN@, (3)

in29" = ~ AP~ z'd'% Moo+ €Ly, @

iy z (%Q* @q _%QQ)Q*)’
a ©)
i79Maq _ gargga_gaxgpa
ot '
For simplicity, we assume here that theinhomogeneous
broadening of the atomic transition line is negligible.
The initial conditions for Egs. (3)—«5) for the Stark
pulse switched on to start resonant USP propagation at
t=0are

€(2,0) = €(2),
N(z0) = No(2),

P(z2,0) = Po(2),

) ©)
Myq(z,0) = Moge(2).
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We consider the following boundary conditions:

B(zt)—0, P(zt)—0, N(zt)— N°,
Mog(z,t) —= Mgy 7

asS Z— oo Or t—> o0,

We assume that the state of the resonant atomsinter-
acting with the Stark pulse has not changed under off-
resonance conditions. To ignore the reflected wave after
the Stark field is switched off, we also assume that the
atoms behave asa gas:

LNledbal < 1’ (8)

where L is the USP length along the z axis and N is
the density of two-level atoms with transition fre-

qQUENCY Wy,

We write the generalized Maxwell-Bloch equa-
tions (3)—(5) in dimensionless form as

) :
57 it = P ®)
0
i3] p? = -dp'- z e Myq + €N, (10)
aN q* \q q 0%
al - Z(s p —& p )1
q
|a‘/gthq = pT*et—g¥* p,
(11)
d a P 3h
€ = t,—8n, ==, {j = —,
°3 PEa T N
0 = (W= wpy)ty, ¢ oty | i

To be specific, we consider thecase of j,=0and j, =1
and recall that the atomic density matrix and the matrix
describing the atom—field interaction in the resonance
approximation are proportional, respectively, to

O _ O
LS
R = Ep_l* M_y_g Mgy E’
O pl* My_y My O
(12)
O -1 .10
Vo E oy ol
= 1% .
DS 0 OD
Oe* 0 ol
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Accordingly, we can rewrite Egs. (9)—(11) as

;00 , 00, _

QZ aID [g{” J3]’

(13)
ia% = [R, V] +525[%, 3,

where J; = diag(1, -1, -1).

Equations (9)—(11) can aso be rewritten asa system
analogousto (1) and (2),

09 , 90ca _ x
STa 1= -iQ,Q*, (19
%150, = <o, iX2=e"q, (9

where the new variables are related to those in (9)—(11)
asfollows:

p* = QQ*, N = -QQ* lgq = —QuQ5-

Recall that the index g = 1 denotes the spherical com-
ponents of both € and p. In certain cases, it is conve-
nient to usetheindex j =0, 1, -1, so that

Qili=0 = Q Qjfj=a = Qu
Then,
Ry = (1) Qi Q.
and
szQJ* = const.
i

Equations (13) can readily be represented as com-
patibility conditions for solutions to auxiliary systems
of linear equations:

0,9 = Lq, (169)
(0, +0))q = Aqv (16b)

where
L=1LO9aL®, A= 2"A, (17)

Compatibility condition (13) has the form
(0, +9)L = 9 A+[A L]
or
(3, +0)(LO+ALY) = gAY
+ATTACY (L@ 4 ALDY],
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by virtue of (17), and splits into the following equa-
tions:

(0 + )L = [AT, L],
(0, +0)LY =0, 0=09A ™ +[A™, LO.

These equations are equivalent to (13) if

L=iG +%J3+i°if, A=-@)'R (18
We then rewrite Egs. (16) as

9,9 = Lq, (19a)

0,9 =Aq, A =A-L (19b)

The initial conditions at | = 0 are reformul ated cor-
respondingly,

£(¢,0) = €(¢), Q;(¢,0) = Qj0(Q),

in order to analyze the time evolution of the distribu-
tions of the field and atomic probability amplitude (or
density matrix). Inthelimit case of thisformulation, the
atomic probability amplitudes distribution in space (or
density matrix) is prescribed at zero field strength, and
the evolution of the field is analyzed. The conventional
formulation of this problem (so-called superfluores-
cence problem) was given in [10].

3. HAMILTONIAN FORM
OF GENERALIZED MAXWELL-BLOCH
EQUATIONS

Equations (14) and (15) are represented in the
Hamiltonian form:

q
5 = {(Q). H}, al L= {Qi(Q), H,

o, 2

0 % (20)
€

= {Q7 (0. H,

where{,} and H denote the generalized Poisson (Dirac)
bracket and the Hamiltonian function, respectively. The
Poisson brackets are anticommutative,

{AB =-HBA,
satisfy the Jacobi identity
{A{B,C} +{B{C A} +{C{AB} =0,

and are consistent with the product rule for differentia-

No. 5 2005



ULTRASHORT PULSE PROPAGATION UNDER MANIPULATED RESONANCE CONDITIONS

tion with respect to each argument,
{AB,C = A{B,C} +{A G B.

The Hamiltonian function should be sought in the form

—_ D *a_s
H —IdZ%s a7
(21)
-8y QuQi—&* (p- eEp*

q=z1

and the following relations must hold simultaneously:

{e9Q) e (@} = 184g8(5-7),
{Q(Q), Q*(¢') = —id({-1C),

{Qq(Q), QF(Q N} = —184q8(L-1)).

The remaining Poisson brackets must vanish. It can be

shown by direct calculation that Egs. (20) combined

with (21) and (22) are equivalent to Egs. (14) and (15).
In particular, we have

(22)

= (£ H = B°Q),
[l
J’dZEs* E%;—éQng —e*[p-=¢ Ep*%%

= D:q(Z) _[dZBSq*ae —e™* pq%‘ %EZ —ip’,
0Q _
% - (). H

—EQ(Z) fdeHer 5 -50,0 - e*ﬂo—eﬂo*%@

= {Q(Z),J'dZ(—Sq*QqQ* —ep™ ) = ie™Q, ...

4. FUNDAMENTAL POISSON BRACKETS

The Poisson bracket {A; (¢, A), Aw(C, A)}
between elements of the matrix A', with A and { corre-
sponding to Eg. (19b), plays afundamental role [19]. It
are conveniently written and calculated in tensor nota-

tion. By definition, (A O B)Ljm = A;Byn for square
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matrices A and B of equal size. Accordingly, we express
the Poisson bracket as { AT, B} i, = { A, Bird - Then,
{A(N)O, A" A"
= (20T AYHRQD, R}
—{V( MO, V(" A"},
{R@QO, R}
=[N 1 OR]iId(C-C") = [ROINO Jid(L-7"),
{AQQ MO, AT ")}
= — (=207 AT M, 1 O R]i8(L-T7)
= —(20) AR OIN 1i8(2-1",

(AQNO AR Y = 55

X[, (AN O1+10ALGA)NSEC-T".
Finally, we obtain

(A@MDAQAY = 5505

<[ (AGA) DT+ 10 AGA)]B(C-T).

Here, the square bracket denotes a commutator, and I
is a permutation matrix having the following pro-
perties:

(23)

M°=1, M(AOB)N = BOA.

Thus, the classical r-matrix r(A) = IN/2A that deter-
mines the Poisson bracket between elements of transfer
matrices for spectral problem (19b) (see (25) below
and [18]) is similar to the r-matrix for spectral prob-
lem (19a) in the theory of self-induced transparency
extended to describe interaction of a polarized electro-
magnetic wave with a system with degenerate resonant
levels. This may be interpreted as an algebraic similar-
ity between the Hamiltonian structure of the Maxwell—
Bloch eguations written in the semi-light-cone gauge
and in the original coordinates, at least, with regard to
the simplest problem considered in the next section. An
analogous similarity has been established for the sine-
Gordon equation written in the original and light-cone
coordinates [19].

5. SPECTRAL PROBLEM

Consider Eqg. (19b) with the operator A' modified by
adding a multiple of the identity matrix:

9.9 = Ag, A = —i(2n) % —|%\+— Jo =iV,
(24)
Ry = (-1)"7'QFQ; + N§;;
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Here, the value of N depends on the boundary condi-
tions and is such that
— i A _ 0 Nog
UQ) = lim A(,2) = —|§\+§— Js

0 (25)

for Mg ~ 8- If jb = 1 and j, = O, then L3, =
‘/M'gl—l :Nb/3,N0:Na, and
- Nb — Na N_b
no = Ny—3h N =42

If jb =0 andja: 1: then n/‘/'«gj_ = Mgl—l = —Na/3, NO =
_Nbi and

— Na Nb
N=-2-=
Define the transfer matrix over the interval (¢, {y),

&2

N
Ny = f—Nb,

Z2 Ny At
To(A) = epr’A d¢ (26)
1
as the solution to the equation
Zz At ZZ
0, T, (A) = AT (A) (27)

subject to the condition TE (A) = 1. Itis obvious that

Logy \y L
(TZ.(A))

detTE(N) = 1,

= TE(), TEMTEQ) = T,
8, TE(N) = AT,

9, TeE(N) = ~TE(M)A(2Y).

BASHAROV

For rapidly decreasing €9 and p“ and Jl/tgq- ~ Oy B
( — +oo, we define g(, A) as the solution to the equ-
ation
0:8(4,A) = UN)e(Z, )

subject to the condition &0, A) = 1:

e(@A) = exp|-ifh+ - 21t ]|

The Jost matrices defined (for real A) as
. (,
To(GA) = lim Ti(0)e(@s,A)
obviously have the asymptotic form

T.(¢,A) = e({,A) +0(1) as {— o,

The Jost matrices satisfy Eq. (27). Their triangular rep-
resentations are

T.@A) = eZ)

# [ 1000+ JT2 (G e N
‘ (28)

T(LA) = e(L)

¢
+ (@) 5 @@ na,

e(¢,\) = expHith + ——mogzm
O 0
0 0 4+ 9 Nop } 0
Eexp[ @\ 4)\DZ 0 0 E
_ 0 5 n 0
I - h R
O O
6 noD
U 2__9%7 10
5 0 0 exp[l% 4>\DZ}D

where
JaM1:(4, Q) =T 1.(4, 1) I3 = 13,7,

24(¢, Q)5 =354 (¢, )

2R+ nyJ 2R+ nyJ
= e+ I 0a (L, ).
0

(29)
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Thetriangular representationsin (28) can be proved by
transforming the equations for their respective kernels
into a Goursat-type problem.

The triangular representations entail the analyticity
of the Jost matrices. Denote the first, second, and third

columns of the Jost matrices by T(il’ @, ), T(f) @, M),
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and T? (Z, N), respectively. If ny > 0, then T? (Z, \),
T, N), and T (Z, A) admit analytic continuation
into the upper half-plane of complex A, while

TO @, N), T2@ A), and T, ) admit analytic
continuation into the lower A half-plane.

The monodromy matrix

T(A) = Zlim e(—Zz,A)TEi(A)e(Zl.A) (30)
A
rel ates the Jost matrices:
T(GA) = TL(GAN)TA),
TNy = TN TR (31)

TN TH(A) + TN T (M),
Here, indices 1, 2, and 3 correspond to j = 0, 1, -1,
respectively.

The zeros of T,4(A) lying in the upper A half-plane
determine the bounded solutions to the spectral prob-
lem. Denoting them by A4, A,, ..., we have

T = YETPQ ) +yOTOC ).

TEEN) = Y FosC+n)g? +
3

s=2, $=2,3¢7

863
Rewriting (31) as
(1) _ T @ Ta(A)
Tn(?\)T (GA) = TG A) +T(E, )\)Tn()\)

Ta(d)
Tu(A)

and making use the analytic continuability of the left-
hand side of thisrelation into the upper A half-plane, we
can use the transform

rJ eXp[ %‘ an}d)\
2rJ;\ exp[ 33 2 4AD”}°'A

Using the compl eteness conditions

}g)\—};exp[i%\ 715 } = 211d(X),

}O)I\—)‘exp[i%\—)—l\%x] =0,

}d)\exp[i%—%%x} = 2ndXx),

+ T N)

we obtain

> j(r“)(z U)Fo o2+ M) + TG L)FL (L +N))d,

TEEN) = Y Fu@rmg®? + § (PRI +0) + TR TP @+ ), (3)
s=2,3 §=23¢
sl( J) __&D 1 Tsl(}\) __ED
FoslY) = Z Tll()\)eXp['Y% 4)\5} 2n) Tll()\)eXp[lY%\ 4)\5}
Ta(A) +9_ Mo 31(7\) 0 MNg
Fus¥) = Z )\Tll()\)exp[lY%\ ryys ‘o PRGN ['Yg\ el (33)
F, (Y) = _Z Ta(h) exp[iYg\-+§—&D} Ta(®) exp[ %\+-_ED}
2s ATu() 2 a ZHIAT ) 4NJ
0,0 040
o090 . 000
g~ =010 GY =000,
0.0 0.0
0oQo 010
=i rid=oridh réd, =il
rd, =or% s=23
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Fig. 3. Transitions between Zeeman sublevels of resonant
levels in a double-resonance experiment for a three-level
system with angular momentum values 0 and 1.

Finally, we write out the evolution equations for scat-
tering data:

2100 = 1B+ T3 T, (34

6. GENERALIZED SPECTRAL PROBLEMS

Gelfand-L evitan-Marchenko-type equations (32),
(33) can readily be extended to the (K + 1) x (K + 1)
generalization of spectral problem (24), for which

U = Jim @A) = —i§\+g—@DJ3,

0 (35)

with

J; = diag(l =ty D).

K

Then, the summation in sin (32) runsfrom 2to K + 1,

1)* 1)* S)* 1)%
My =—T5s, Tovy =—ivs, and g =dg(s=2,3,
K + 1). The spectral problem with K = 4 corre-
sponds to the a two-frequency pulse of polarized light
(simulton) interacting with an ensemble of three-level
V- or A\-type atoms with zero angular momentum of the
common level b and unit angular momenta of the levels
aand c (seeFig. 3). It isalso assumed that the detuning
from resonanceis d for both b~——aand b~——- ctran-
sitions, and the oscillator strengths of these transitions
are equal. The corresponding matrices (18) in the zero-
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curvature equation are determined by the following
matrices (see [4, 20]):

E Nt P E
0 */Mv—l—l Moy T_ 121 T g
0 1 O
R = Epl Myoy My Ty Tn E’
E p_l* TE T Wy S7{—11%
O p I In Hi, HyO
(36)
E 0 & €€, sé%
He" 000 0f
V=He* 000 07
U _1% O
05" 000 00
0 °, 0
Oe 000 00
Here, the electric field amplitude vectors g, = (€, &)

with i = 1 and 2 correspond to modes resonant with the
b <—— a and b —— c transitions, respectively; p; =

(pi*, pl) are the polarization amplitude vectors for

these transitions; N is the population of the level b; and
the matrices Il and J describe the distributions over the
Zeeman sublevels of a and c, respectively. The matrix
J characterizes the coherence of the two-photon pro-
cessa<—C.

The spectral problem considered in the preceding
section is consistent with the boundary conditions,
ng. ~ 8y and both €9 and p? rapidly decreasing as
{ — 0. These conditions correspond to an equilib-
rium state of the system before and after its interaction
with a propagating USP. Assuming that the systemisin
anonequilibrium steady state before and after the pulse

propagation, e.g.,

0 i O
O—r mQOd
as{ —= oo, we have
O 0 U
UA) = lim A'(Z,A) = R
()_ZLTDO (Z’ )__ﬁgo mOirE
o —irmU
] 0
ﬁ]Dl 0 0
—I +§]EO—1OD
00 0 -1
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instead of (25). Here, the positive constant m character-
izes the population of the coupled Zeeman sublevels,
and the coherence induced between them is described
by the parameter r (Jr| < m). A nonequilibrium system
of this kind can be prepared by using additional cw
laser beams that are not resonant with the transition in
guestion. Performing the canonical transformation

q=S% AN = SA( NS
. H-10 0§
S=—=0 _ D
ﬁ 01+
0o i —1D

we obtain the spectral problem

9.0 = AG (38)

with operator having the asymptotic form

UA) = Zlirri\mA(Z,A)

(39)

This problem cannot be reduced to that considered
above and must be analyzed separately. An analogous
spectral problem arises when there is no coherence
between the Zeeman sublevels and their steady-state
populations are different.

7. ONE-SOLITON SOLUTION AND COLLISION
OF TWO SOLITONS

Consider again a system in equilibrium. The one-
soliton solution is found by retaining one spectral com-
ponent in each function F, i.e,, setting A, =io + & and
T, (M) = T3 (A) = 0, and performing standard calcula-
tions:

20l .
cosh[chB z%u— 4%

Here, | isthe unit polarization vector and |, isa constant
“phase.” Thus, the one-soliton solution to spectral prob-

e((,1) = (40)
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lem (24) has the form of a classical hyperbolic secant
pulse. Since the velocity of soliton (40),

40l?
1+ 4|o]?

is determined by o, two propagating solitons of this
form can collide and interact. It should be noted here
that soliton (40) has an arbitrary polarization | by virtue
of initial and boundary conditions corresponding to a
state of equilibrium. When the system deviates from
these conditions, the soliton cannot be arbitrarily polar-
ized.

Consider two propagating such pulses. At the point
where the resonant interaction is “switched on,” the
field amplitudeis

2041,

cosh%%cl + 2%E+ IOIE

20,l,

coshg%c2 + %E + Iog

If 0,>0; and |y, > |y, then the second soliton overtakes
the first one, their polarization vectors change, and the
total field amplitude becomes

€((,1=0) =

(41)
+

20,413

cosh[Zola —Z%l + L%E— I'OIE}

1

g((1) =

, (42
20,l,

cosh[ZcZB —Z%l + ﬁ%—lgg}
2

+

where

20,

1! f[—|1+0 1y(1, 03 )}

2™

. 20,
-, +

[5 f[ I, 5,0

2
f:[1+ﬂ|| * |} ,
(0,—0,)

(1105 = (1, 03),

1, 0,%0,

log + 5= In
oL 201 - Gl

1401, 07) |,
(43

f,

loy

1 01+c2f

lop = |
@ = le~55 e

According to (43), if the solitons are linearly polar-
ized before their collision, then their polarizations will
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remain linear after the collisions. However, their
respective polarization vectors will rotate to different
angles:
I, 0, = cosB, = —(1+ B,,cos )
X (1-By,Byc05'0)

1,0, = cosB, = —(1 + B,,cos 6)

(44)
X (l - BlZ 82100529)_u2,
20, 20, _
B, = o.—0, B,, = 5,—0, cosO = |, 0,.

As could be expected, these relations are similar to
those for the polarization vectors of the solitons in the
Manakov spectral problem [8].

Note that the generalized problem corresponding to
double resonance in the system schematized by Fig. 3a
also has a soliton solution, which describes a two-fre-
guency pulse characterized by a single polarization
vector (simulton) [4]. Collisions of simultons result in
interrelated rotations of their respective polarization
vectors and energy redistribution between the single-
mode components of the simulton, which are similar to
those described in [20].

8. CONCLUSIONS

Current areas of topical research interest include
optical phenomenain so-called artificial media, such as
photonic crystals, “left-handed” media, quantum dots
and wires, and atoms in magneto-optical traps or opti-
cal lattices. Theartificial mediamay also exhibit optical
properties induced by various electromagnetic and
acoustic fields. It should be expected that technological
progress in development of artificial mediawill makeit
possibleto effectively manipulate resonance conditions
and thus control nonlinear propagation of optica
pulses. The Stark-pulse technique is the simplest
among those in the experimentalist’s toolkit. However,
the analysis presented in this paper shows that even the
simplest modification of resonance conditions leads to
new mathematical problems.

The generalized Maxwell-Bloch equations are spe-
cia in that they admit zero-curvature representation
and can be solved by the inverse scattering method,
which relies on analysis of the spectral problem for an
appropriate linear operator [4]. The conventional USP
propagation problem and the problem considered here
are solved by inverse scattering methods associated
with spectral problems for different operators. Since
these spectral problems are not gauge equivalent, the
Gelfand—-L evitan—Marchenko-type Egs. (32) and (33)
required to solve the new spectral problem are derived
in this study. Combined with evolution equation (34),
these equations describe resonant interaction between a
USP with a prescribed initial spatial profile and atwo-
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level system with magnetically degenerate levels. In
this paper, only the simplest soliton solution (40) ispre-
sented, and its transformation in a soliton collision is
described. The self-induced transparency pulse
described by the new model is a secant soliton similar
to most soliton solutions. This result is easy to explain
when the self-induced transparency pulseinteracts with
asystemin equilibrium: the pulse energy is absorbed at
the leading edge and emitted by the excited system at
the trailing edge. The pulse shape remains invariant,
and the initial conditions of its interaction with the
medium determine only the amplitude of the self-
induced transparency pulse by the area theorem. These
conditions are independent of whether temporal or spa-
tial pulse profile is prescribed. Moreover, the operator
in the spectral problem defines a class of isospectral
deformations [21]. This may explain the relation
between soliton solutions to gauge-inequivalent spec-
tral problems discussed above.

Solutions to different problems should be substan-
tially different only when the region where resonant inter-
actionwithaUSPis“switched on” deviatesfrom equilib-
rium conditions. Solution of spectra problem (38) for a
nonequilibrium system, with an operator having an
asymptotic form (39) different from (25), isbeyond the
scope of this study.

The approach developed here provides a basis for
canonical quantization of the Maxwell-Bloch equa-
tions without redefining the spatial and temporal vari-
ables. Fundamental Poisson bracket (23) defines com-
mutation relations for the dements of the quantum
monodromy matrix T(A), and the quantization is per-
formed in the framework of the canonical approach [22].
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Abstract—The possibility of implementing a quantum-spin-liquid-type state in atwo-layer triangular spin-1/2
antiferromagnet at T = 0 isinvestigated. The ratio of intra- to interlayer exchange constants (j) is found under
which atransition from the classical state with 120° triangular order to a quantum state with zero magnetization
per site occurs; in this case, the spins of adjacent layers form singlets that are separated from triplet excitations
by an energy gap. Compared with an analogous system with the square lattice, the range of j in which the clas-
sical ordered state is realized turns out to be an order of magnitude smaller due to the effects of frustration; in
this case, the behavior of thermodynamic quantities is analogous, on the whole, to that in two-layer square lat-
tices; adifference manifestsitself in the behavior of the gap in the spectrum of quasiparticlesin an external mag-
netic field h. For small fields h, aj—h phase diagram is constructed that determines the domains in which the
120° and the singlet phases exist. It is established that, in the neighborhood of the second-order phasetransition,
the contribution, to the thermodynamic quantities, of longitudinal spin fluctuations, which are disregarded in
the spin-wave description, is comparable to the contribution of transverse fluctuations. © 2005 Pleiades Pub-

lishing, Inc.

1. INTRODUCTION

It is well known that the formation of a spin gap
between alower singlet state and excited magnetic lev-
elsin magnets leads to the situation when there is now
magnetic ordering in these magnets at low tempera-
tures. Moreover, the phenomenon of high-temperature
superconductivity is likely to have a spin-gap nature.
Therefore, a large number of model objects and real
compounds possessing the above properties have
recently been studied [1-19]. Quantum phenomena
most clearly manifest themselves in low-dimensional
systems, systemswith small coordination number, low-
spin systems, and frustrated systems [20-26]. Frustra-
tions, in particular, create or enhance the degeneracy of
the ground state [27], thus giving rise to new types of
ordering as a result of competition between quantum
phenomena and weak perturbations of different nature;
on the other hand, they lead to the effective damping of
coupling, thus significantly changing the domain where
a quantum-disordered phase can be realized.

In the present paper, we consider conditions under
which singlet and magnetic phases arise, aswell asthe
thermodynamic properties of a system consisting of
two layers of a triangular ferromagnet. Theoretical
interest in bilayer systems has been stimulated in part
by experimental factors. Experiments show that certain

T Deceased.

high-temperature semiconductors contain pairs of
CuO, layers separated from other layers by nonmag-
netic interlayers [28, 29]. Layers with a triangular lat-
tice formed by ferromagnetic He* have aso been
deposited in experiments [30].

Investigations in  two-dimensional  triangular
Heisenberg antiferromagnets have shown [31-34] that,
at T = 0, long-range ordering exists even in spin-1/2
systems; in this case, the magnetization per site is half
the classical magnetization and has virtually the same
value as that in square lattices [35, 36]. At the same
time, it is well known that, under certain relations
between intra- and interlayer exchange constants, the
interaction between layers in two-layer square antifer-
romagnets may lead to the transition to a singlet state
with compl ete quantum reduction of the spin [37-39].

The possibility of quantum behavior in bilayer anti-
ferromagnets is clear from the following consider-
ations. In abilayer system consisting of Heisenberg 1/2
spins with the intralayer exchange constant J; and the
interlayer constant J,, in the limiting case of J, =0, we
have a system of noninteracting dimersin which one of
the following four states is realized at each site: asin-
glet or one of three triplet states, whose energies differ
from the ground-state energy by the value of the
exchange constant J,. Obvioudly, the inclusion of the
weak intralayer exchange J; does not substantialy
change the situation: the width of the gap isnot equal to
J, asin the case of noninteracting dimers but is on the

1063-7761/05/10105-0868%$26.00 © 2005 Pleiades Publishing, Inc.
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order of J, (a confirmation of this fact is given in the
text; see formula (14) below). Therefore, for a weak
interlayer exchange (J, < J,), the gap issmall, the trip-
let states at every site are populated, and the mean mag-
netization is different from zero and, in a bilayer trian-
gular antiferromagnet, should correspond to the classi-
cal 120° ordering. In the limit of large J, (J, > J,), the
triplet magnetic levels are separated from the ground
state by atoo large gap, and the system should livein a
singlet state with zero magnetization per site.

The Hamiltonian of the model (J;, J, = 0) isgiven by

H = le ST le S
a,j0 a,j0 (1)

+ Jzz SiiSy + Jzz S Sy,
i i

where [, j[is apair of nearest neighbors in each layer
and 1 and 2 are the layer numbers. The apparent redun-
dancy in the last terms is due to the fact that, under a

systematic enumeration in Z o i each interacting pair

of spinsis counted twice, while, in Zi , it is counted

once. A pair of nearest-neighbor spins of adjacent lay-
ersiscaled adimer.

2. SPIN-WAVE CALCULATIONS

We carried out standard spin-wave calculations in
the ordered triangular phase with the use of the Hol-
stein—Primakov transformation from spin operators to
the operators of creation and annihilation of magnon
deviations from the 120° triangular order. We estab-
lished that the excitation spectrum consists of two
branches each of which contains a Goldstone boson:
the first branch contains this boson at a wavevector of
k = (0, 0), which corresponds to fermionic ordering,
and the second, at k = q = (4173, 0), which corresponds
to the 120° triangular order:

B = 33:S/(1-v)(1+2v,+2j),

2
Eie = 30:S/(1+2v)(1-v,+2))>Ey,
— 1 kx ,\/é O - ‘]2
vk_3%oskx+20032003 > kE' j= 3 3

In the first order in 1/S, we obtained the magnetization
per site and the velocity of spin waves in the neighbor-
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hood of a symmetry wavevector k = g (here, N is the
number of dimers).

) 33, + 3, +31,0,/2
No = S*3-2N ST !
a,k ka
’ (4)

J
c= MJ’JlS 14822
ZA/Q 9J,

3. BOND-OPERATOR REPRESENTATION

In ancther limiting case, a spin-wave description is
inapplicable to asinglet phase with zero magnetization
per site; therefore, we used the bond-operator represen-
tation, which was first introduced in [35] and was later
applied to Heisenberg models with a competing inter-
action [2, 5, 36] and to two-layer antiferromagnets with
a sguare lattice [38, 39]. We introduce a system of
dimer states

1 S

t,O= 11 = |1, 10
[t,O= -1t = |1, -10)
it.0= iz(u +11) = [1,00 ©)

5

-1
00= —(t! =11t ) = 10,00
I [2( ) = |

and three bosons a, b, and ¢ that describe a transition
from the singlet state |000to one of the three triplet
states:

a’lo0= |t,[) b'lo0= |t,0 c'lo0= jt.0  (6)

The creation and annihilation operators of the singlet
state are defined as

s'lo0= |00 sjod= |00 (7)
The operators st and s thus defined are equal to each
other and to a constant:
st=s=uy,

which indicates that the singlet state is a condensed
state. The operator u defined by the normalization con-
dition allows usto rule out the existence of several trip-
let excitations at a single site. At a given moment, one
of thefour statesisrealized at a site and the operator of
the total number of particles at the siteis 1.

s's+a’a+b’b+c’c = 1.
Therefore,

s's=u’=1-a'a-b'b-c'cO u

(8)

= Ji—(a'a+b'b+c'c).
In terms of the new operators, the components of the
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ferro- and antiferromagnetism vectors

M=S+S,, L=S-S

of the dimer are expressed as
M* = a'a-b'b, M = ./2(a’c-c'b),
M~ = ./2(c'a-b'c), L*= —(c'u+uc), (9
L* = J/2(a’'u+ub), L = ./2(b'u+ua).

Following [38], we introduce a parameter A in the root
of the operator u,

u=Jl-Aaa+b'b+c'c),

which alows us to expand u in the approximation of
A < 1. Then, similar to the 1/S expansion in the usual
spin-wave theory, we set A = 1 in the final results. In
order that the spin commutation relations

[M% MP] = i€geyM’, [LY L] = e

[M% L] = iggp L

MY,
apy (10)

remain unchanged, we introduce the factor 1/ JX into
the three components of the vector L :
L? = —(c'u+uc)/JA,

L = .J/2(a"u+ ub)/./A,

L™ = J/2(b'u+ua)/JA.

Substituting (9) and (11) into theinitial Hamiltonian (1)
and taking into account that the relation

(11)

S;S, = —?1 +a'a+b’b+c’c
holds for adimer with S= 1/2, we obtain (Jj; = J;/A)
H=- gJZN + ZJZZ (a'a;+bb+cc)

U + + + +
+ z Eluij(ci a—byc)(ajci—cib)
i]

+J%(bju; + ua)(aju; +ujb;) (12)

l * + +
+ éJij (ciu +uc)(cju; +uic))

1 + + + + U
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wherethe operators a, b, and c satisfy the boson permu-
tation relations

+

[ai!aj] = 6iji [ai+1 a;—] = 01

[aiaaj] = O, [aiabj] = 0, etc.

4. THE SPECTRUM OF A DISORDERED PHASE

In a disordered state, the bosons a, b, and ¢ are
equivalent and a quadratic form of Hamiltonian (12) is
expressed as (U= 1)

9

H = - éJzN + Z Ak(a;a.k + b;bk + C:Ck
k

+a a, +b bl +c,ch)

+ Bu(adl + bl + b (13)
k
+a, b+ c.ch +cic),
— * [ — * - ‘]2
Ac=331(J+Vvi), By =331y, J=3J*-
1

The stability domain of the singlet phase can be deter-
mined by analyzing the excitation spectrum of quasi-
particles. The excitation spectrum of a disordered state
is determined without taking quantum corrections into
account by the diagonalization of the quadratic form. In
view of the equivalence of the bosons a, b, and c, the
spectrum is triply degenerate and has a gap at the
wavevector g of the 120° triangular order:

E. = JAI—B{ = J, /1+112vk,
Aabc = ‘]2'\/1_1” = Ek(k = Q)

As explained in the Introduction, the gap in the spec-
trum of elementary excitations of a disordered phase
(including the domain J, > J,) ison the order of J, and
isequa to the exact value of J, in the case of noninter-
acting dimers (J;, = 0).

When j > 1, the spectrum is everywhere real; when
j < 1, the spectrum becomes partialy imaginary: the
system should pass to a new state. At the point of the
phasetransition, j = 1, the gap in the spectrum vanishes,
therefore, the energy of excitations associated with the
formation of the 120° triangular order vanishes. A
Goldstone boson E,(k = q) = 0 arises that pointsto the
symmetry reduction associated with the condensation
of the new state—the 120° triangular order—for j < 1.
Thus, in this approximation, the 120° triangular order is
stable in the domain of j < 1, while the singlet phase is

(14)
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stable for j > 1. The velocity of spin waves at the tran-
sition pointisc = (3/2) J7 .

5. MODIFICATION OF OPERATORS
IN THE 120° PHASE

In the ordered phase, the operators a, b, and ¢ are
modified so as to guarantee that the mean value of the
spin at a site corresponds to the 120° triangular order.
This can be done by separating the mean value of oper-
ators of kind c at the wavevector k = q. If we set

[t = JNa = ¢ /Nad,+¢, (15)
then, for the mean value of the spin at a site in the sec-
ond layer, we obtain

- /B(1-B)
Egilj_ A

mid

cosgR, =N, cosgR,,

where B =\a2. Onecan seethat [5,[]behavesasapro-

mid

jection of the modulus N, onto the z axis at an angle
0; = gR;, where a; is changed by 4173 - 1 = 240° -

—120° (rotation of the spin) under the transition from a
certain siteto the neighboring one (R, = 1). At each site,
the spins of thefirst layer are opposite, asit must be, to
the spins of the second. Thus,

N = JB(1-PB)
0 A

isthe mean value of the spin at asitein the zero approx-
imation, and representation (15) guarantees the 120°
triangular order.

The equilibrium value of B is determined from the
minimum of the ground-state energy. In the mean-field
approximation, the energy of the ground state and 3
(0Ey/0B = 0) are given by

__3 B_s3*NE
E, = _EJZN + 2J2N)—\—6J1 Nx(l—B),
1 . (16)
Bo = 5(1-1).

Thus, the mean value of the operators ¢ (~a) and the
mean value of the spin at asitemake senseforj<1,i.e,
inthe ordered phase; at the point j = 1 of the phase tran-
sition in the mean-field approximation, al the means
vanish.

6. THE EXCITATION SPECTRUM
OF THE ORDERED PHASE

To determine the excitation spectrum in the ordered
phase, one should find a quadratic form of Hamilto-
nian (12) with regard to relations (15).
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The Hamiltonian of the ordered phase can be repre-
sented as

H = Eg+Hy+H,,

where Hy is a part that is quadratic with respect to the
operators a and b and H;jis a part that is quadratic with
respect to the operatorse. H, yields the spectrum of lon-
gitudinal fluctuations of the spin (the operators c and €
determine the mean value of the spin at a site), and H
determines the spectrum of transverse oscillations.

6.1. The Spectrum of Transverse Oscillations

L et us explain how we determine the quadratic form
by the operatorsa and b (Hp). To this end, in Hamilto-
nian (12), it sufficesto use, as u, the expression

u= W= J1-B

in the terms that explicitly contain a, b, and u, and the
approximation

u= 1—)—2\(a+a+ b'b)

in the terms containing ¢ and u; for cin Hy, we every-
where use the mean value

c=[al]
As aresult, after the transition to the k space, H; takes

the form

Hp = Z Al(aza + bib, + a a’, + bb’)

+ BE(a:bik + byaly + a,b_y + ba),
AL . 3 (17)

The spectrum of transverse modes is doubly degener-
ate, is gapless, and contains a Goldstone mode with k =
g (for any j):

E = JAU — B —JZ%H%
J%‘ J+B ‘D%" J+[32V'D’

EL(Bo) = 231(1+]) J(1+2vk)%t—i—;}vg. (19)

(18)
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where E, (B is the mean-field approximation. The
presence of a Goldstone boson in the spectrum of oscil-
lations in the plane of the layer is obviously associated
with symmetry breaking due to the 120° Néel ordering
in the plane of the layer for j < 1. The velocity of spin
waves near k = g isequal to

= 31 Ja-paf-29

6.2. The Spectrum of Longitudinal Oscillations

The terms that are quadratic in € and form the
Hamiltonian H, are contained in the following compo-
nents of Hamiltonian (12):

H, = 2J22 €€
i

1 + +
+ ﬁZJij{ (Ciu +uic)(cju; + uic)
i

—(CloUip + UioCio)(C}rono +UjoCjo) } ,

where it suffices to apply the relations

GEKHT, BONDARENKO

— + —
U= 4J1-Acc, Cc=cy+e,

and expand u in powers of A. The condensate state that
isincluded in the sum with minus sign is already taken
into account in the ground-state energy (16). Upon sep-
arating the part quadratic in € and passing to the k
space, we obtain

Hy = e+ Z{Au(8;8k+ € E5)
k

+ BL'(SESL +€E4)}, (20)
3 2
e = 5JiN i 5

l 2
Ay =al = j+ZB+B—(1+2Vk)+Vk(l_3B)’

3%, 21-P)
B|| o Bz
ﬁ =bl = B+ 5 (1+ 209 + v (1-3p).

The spectrum of longitudinal oscillations has a gap
(E,'(| (By) is the mean-field approximation) and is repre-
sented as

2 2
El = JA! -B]

21
(2B-1) (21)

_ 33#(“@1(1—8)—5(26—3)

1-B

Ex(Bo) = 33141 +2v,j°,
2(Bo) = 635 J/Bo(1-Bo) = Ex(k = ).
Thegapisclosed at the phase-transition point B, = 0. In

the neighborhood of the critical point (B, —= 0), the

value of the gap is small (&(Bo) ~ /Bo); therefore, in
calculating various physical quantities, one may expect
that the contribution of longitudinal fluctuationswill be
comparable to the contribution of transverse ones.

(22)

7. CORRELATION FUNCTIONS

We investigated the behavior of correlation func-
tions between nearest-neighbor spins in a layer,
(5,5, Lland between the layers, [5;;S;; LJin both phases:

M;+L;M;+L;
(5,50 = < ——— J>,

2 2 23

ML M, —L,
[SZiSZjD_< 2 2 >’
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where we used relations (9) and (11) and restricted the
analysis to a quadratic approximation with respect to
operators. For example, in a disordered phase, we
obtained the following expression for [§S 3 2

L2 l +t
sS? = mZZH}kb_kW b,
+ a0+ beb O+ [&,c ]

1 + +
+ 5[ i3+ e FcoskA.

The mean values in this expression are obtained by a
Bogolyubov transformation to new operators in terms
of which the original Hamiltonian (the Hamiltonian of
adisordered state in this case) is diagonal. As aresullt,
these means contain constants and the operators of the
number of particles of certain kinds with a definite
value of k; according to the Bose distribution, these
operators are equal to zero in the case, which is consid-
ered here, of amagnon gas with achemical potential of
i =0at T=0. Theremaining correlation functions are
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determined analogously. The results for a disordered
phase look as follows (j > 1):

2 _ coskA
BSH = 4ANZJTW<’
j
24
9,3 1+ 0
|:81|SZ|D_ _Z YN J

We do not present analytical results for the ordered
phase (j < 1) in view of their awkwardness. A detailed
account of al theresultsdiscussed can befound in[40].
The behavior of correlation functions is shown in
Fig. 1. Asit should be, in the limit of ] — o, the cor-
relation between spins of the same dimer [$;;S,;[Thave
the asymptotics —3/4, while intralayer correlations
[§S [tend to zero. At the transition point, the correla-
tion functions are continuous. In the limit of j = 0, the
terms in [5S[that are attributed to the longitudinal
fluctuations total zero; i.e., they make zero contribu-
tion. In contrast to modified spin-wave methods, the
correlations between spins in a layer in the singlet
phase have a finite value and increase as approaching
the phase-transition point (j = 1). The correlations
between spins in adjacent layers decrease with j and
reach a value of —0.47, which is less than that in the
modified spin-wave theory.

8. GROUND-STATE ENERGY
WITH REGARD TO FLUCTUATIONS

After the diagonalization, the components H and
H, of the Hamiltonian of the ordered phase have a stan-
dard form that allows us to calculate the ground-state
energy E with regard to fluctuation corrections,

= Z EE(O‘:ak + BBy + a0
K
+ O AD
+BBL) + ZZ(Ek -Ad,
K

Hy = g+ ZE (VY + YY)
(25)

+ 5 (Ek-AD,
k

E = E0+eﬁ+ZZ(EE—AE)

+ 5 (E-A,
k
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Fig. 1. Correlation functions between nearest-neighbor
spins (the mean-field approximation).

and to refine the equilibrium value of the parameter 3
(0E/9B = 0). An equation for the equilibrium 3 has a
self-consistent form:

B = Bo—AZy(B),
Zy(B) = Zi(B) + Z,(B) (26)
+Z5(B) + Z4(B) + Zs(B),
_ B(2-B) B)
Z
1(B) = 8(1_p)
o1 aAEDL\k O
=0 - G w e
_ 1 aBkBk
200 = 32 9B e
_ 1 A”Dﬁ\” 0
Z4(R) = lea*ZaB[En 1%
Il
2,p) =~y BB

N12J¥ Z B gl

We calculated Z,(B) to a first approximation by trans-
forming the exact values of 3 and then used the mean-
field approximation B, for 3. The roots of the equation
are determined by the method of interval bisection with
an accuracy of 0.01. A family of functions 3(j) that cor-
respond to different A is shown in Fig. 2. One can see
that there exists an asymptote

B = Bo=5(1-])

as A — 0. A characteristic feature of these functions

for large values of A isthe two-valuedness of 3(j) inthe
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A=0,0.1,0.2,..,1.0

0.4

B=1-)2

0 02 04 06 08 10

Fig. 2. Equilibrium B with regard to quantum corrections.
The dots represent a solution to the self-consistent equation
(26) for A = 0.1, ..., 1.0; the solid curves represent an
approximation that eliminates the unphysical two-valued-
ness of the function, which isassociated with the divergence
of Gaussian fluctuations near the phase transition
(B — 0). The point at which 3 vanishes for the physical
caseof A =1isj=0.132.

region of small 3, which is physically meaningless.
Such results are attributed to Gaussian fluctuations that
indefinitely increase asthe phasetransition (3 — 0) is
approached; this fact was discussed in detail in [38].
Therefore, using the values of (3 that were calculated
away from the phase transition, we approximate the
functions in the neighborhood of the phase transition
(B= 0) so as to avoid the two-valuedness (Fig. 2).
According to this approximation, the point at which 3
vanishes for A = 1isgiven by j = J,/3J; = 0.132; i.e,,
J,1J; =0.4. Inasimilar system with asguare | attice, the
point of transition to a disordered phase corresponds to
the values of J,/J, ranging from 1.86 to 4.5 depending
on the computation method [38, 39]. As expected, the
classical 120° state triangular ordered decays much
faster than that in the square system: the domain of val-
ues of j in which the ordered state is realized is less by
an order of magnitude. Such a significant difference
may be attributed in part to the in-plane frustratedness
of bonds. For equal J; and J, in square and triangular
systems, the effective interaction of two spins in the

plane of thetriangular lattice J; provesto beweaker by
afactor of two and theratio J,/J, at the transition point
iseffectively greater (approaching that in the square | at-
tice), because the spin is not oriented according to the
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local energy minimum. It is qualitatively clear that an
effectiveincreasein J,/J; leadsto an increasein the gap
between the singlet and the triplet levels, whereby the
singlet orbital turns out to be populated earlier (inj) and
the 120° triangular order is destroyed.

9. SPONTANEOUS MAGNETIZATION

The mean value of the spin at asitein the 120° phase
isequa to

No = |05} = |5 =

——Et ul=z —
ﬁ\ 27)

x [{a+e)Jl-A[a'a+b'b+(a+e)(a+¢e)]0l

Up to the terms that are quadratic in the operators, we
have

N. = aJ1-p
’ JA
X[l 2(1 B)(mkakm [bib O+ B e )
aret AB 9
T3(1- B)(Df:kskD"‘ ks_k[D_S(l——B)z

x (e 0+ B e 0+ Bre+ @ks;m]

The means are determined by the Bogolyubov transfor-
mation, which was obtained in Section 7. As a result,
we obtain

= BBl z,py),

Za(B) = Zs(B) + Z7(B) + Zs(B) + Zo(B).

ze(mzs(%_ﬁ)z,
2-B 1Bl =9
Z(B) = TN
_ 4-3p 1 EA”
Zg(B) = WN .
I R R
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Here,
JB(I=B) _ Leoud]
A JA

is the approximation of magnetization without fluctua-
tions.

An approximation of spontaneous magnetization,
which isindependent of the table of values of 3(j), can
be obtained with the use of thefirst iterative approxima:
tion for f3:

B=B;1 = Bo—AZ,(Bo)-

Then, setting

Za=Zy(Bo),  Z=Zy(Bo),

and taking into account that A < 1, we obtain the
approximation of magnetization that isshownin Fig. 3.
This approximation has an significant drawback: the
points at which Ny and 3 vanish (the phase-transition
point) do not coincide. However, it reveals the follow-
ing characteristic feature of the function: the presence
of asmall maximum in the region of small j, which is
especialy manifest for medium values of A; this
behavior is analogous to that in two-layer square lat-
tices [38].

We have established that, in the limit of j =0, longi-
tudinal waves do not contribute to the magnetization
becausethetermsin Z, that are associated with longitu-
dinal fluctuations total zero. In the other limiting case,
in the neighborhood of the phase transition (3 — 0),

the magnetization vanishes as N, 0 /B, and dl the
terms in Z,(B = 0), both transverse and longitudinal,
prove to be of the same order of magnitude. Thus, lon-
gitudinal spin fluctuations, which are neglected in the
spin-wave description, prove to be comparable with
transverse fluctuationsin the neighborhood of the phase
transition.

It may seem that the obtained table of equilibrium
values of [3(j) allows one to determine the exact behav-
ior of magnetization. However, thisisafallacy, because
the substitution of the values of (3(j) determined with
regard to fluctuations into the integral functions Z,(3)
and Z,(B), which contain the spectrum, and are calcu-
lated only in the quadratic approximation with respect
to the operators of secondary quantization without tak-
ing quantum corrections into account, is an excess of
accuracy. In the quadratic approximation, the spectrum
is determined in therange of j (I (0, 1), the point of the
phase transition isj = 1, and the equilibrium value is
B = (1U/2)(1-j). Thesubstitution of the refined val ues of
B(j) < (1/2)(1-j), which are determined in the interval
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Fig. 3. Spontaneous magnetization with regard to fluctua-
tions. The solid curves are obtained with the use of the first
iterative approximation for 3, and the dashed curve illus-
trates the approximate behavior corresponding to the table
of equilibrium B(j) for A = 1.0.

of j 0 (0, 0.132), makesthe spectraof the ordered phase
partially imaginary (for example, the transverse spec-
trum is positive definite in the entire Brillouin zone
only if B O ((/2)(1 —j), 1)). Thus, a more accurate
determination of the behavior of the magnetization and
other quantities requires that one should either deter-
mine the excitation spectrum and the equilibrium (3 in
the same consistent approximation, which is often asso-
ciated with the elimination of unphysical states in
higher orders of expansion in the operators, or apply the
Monte Carlo method. We restricted ourselves to an
approximate determination of the behavior that is based
on the knowledge of the phase-transition point and the
characteristic form of the function. An approximate
behavior of magnetization is shown by adashed linein
Fig. 3. According to this figure, the magnetization van-
ishes simultaneously with B(j) atj = J,/3J; =0.132. The
calculations performed allow us to evaluate the mean
value of the spin at a site; it ranges from about 1/4 to 0.
Thus, the quantum reduction of the spinin the 120° tri-
angular phase ranges from 50 to 100% depending on j.

10. INITIAL SUSCEPTIBILITY

We have calculated theinitial susceptibility inafield
H = H, that is perpendicular to the plane of the layers.
Instead of the a and b bosons, it is convenient to use
operatorssand p in the field H,,

s = a+b D= a—b
2 J2
which satisfy the relation

a'a+bb = s's+p'p;
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Fig. 4. j—h phasediagram for small h. The solid curve shows
the position of the phase boundary in the mean-field
approximation, and the dashed curve shows the same
boundary with regard to fluctuations. As the field
h increases, instead of the 120° structure [41], other seven
phases become the ground state in the region of small j.

the ferro- and antiferromagnetism vectors are given by

M*=c'p+pc, M =i(c's-s'c),
z + + X 1 +
M =sp+ps L = —(su+us),
PrP R (@
i + 1 +
LY = —(p'u=up), L?= ——==(c'u+uc).
ﬁ(P p) ﬁ( )

The convenience of the new operators is associated
with thefact that afield applied along the x axisinduces
the condensation of the p field alone, which occurs at
the wavevector k = g. Indeed, the expected value of
induced magnetization

[(B(1)0= Mq(i) = (& p0

must not depend on a site; thisfact imposes a constraint
on the admissible form of the operatorsp. Inthe general
case, we have

= const(i)

= O+e;, p = O+x;

therefore,
My = (§0= [&p0= E&OpO+ E/x0
=M2(i) + AM(i) = const(i),

ME(i) = 00 = a exp(-igR) Cp

"~ (31)
= const(i) 0 CpO=t exp(iqR),

Pk = «/Na5kq *+ Xk
_ JBy

M2 = ad = = YE &
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i.e., bosons c and p condense at awavevector k =q. The
induced magnetization and the susceptibility are given
by

Mg = A/_Y+NZ Dr:k)(kD MD+AMD,
(32
= oMy = +A
Xo 3H, -0 XD Xo-

The parameters 3 and y can be determined from the
minimum of the ground-state energy €, in a magnetic

field. In the mean-field approximation (h = H,/3J7),
we have

~ _AE, 3
=— = —3LA+23,(B+
€= N >v2 2AB+Y) (33)

—2H,/By + 1831 By - 67 B(1-B),

Yo = BO[Z—(j +h3Bo)T’
= 120 gy

On the curve

(34)

(= Slie1en],

the parameters 3, and Yy, vanish simultaneously for
h # 0. This function represents a curve of phase transi-
tions in the mean-field approximation because the 120°
triangular order vanishes in this case. Figure 4 shows
the corresponding j—h phase diagram of the model.
Thedashed curve in this figure illustrates how the
phase diagram changes when one takesinto account the
effect of quantum fluctuations. The magnetic field dis-
places, as it should, the point of phase transition to a
disordered stateto adomain of greater values of j. How-
ever, such behavior of the equilibrium curve is only
characteristic of smal h; as the magnetic field
increases, the 120° triangular order is no longer the
ground state, and the j—h phase plane exhibits an intri-
cate structure in the region of small j and h and defines
the existence domain of seven phases with different
types of spin ordering [20, 41, 42]. Note that thermal
fluctuations in purely two-dimensional systems lead to
complete destruction of ordering at h =0 dueto thevan-
ishing of the effective spin length (the Mermin-Wagner
theorem). The temperature behavior of quasi-two-
dimensional triangular antiferromagnets has recently
been investigated in [43] with the example of
RuFe(MnQO,),.
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Using the obtained values of B, and y,, we deter-
mine the mean-field approximation to the induced mag-
netization and theinitial susceptibility:

M%(h — 0 — /BoYo :l@ ’
S s v A Y
(35)
0 - IME(h —0) _ 1 (1-))
. oH, T 6J,(3-))
In the limiting case of j = 0, we have X = 1/18J;,

which coincides with the results for single-layer trian-
gular lattices.

To calculate the fluctuation corrections to the mag-
netization,

1 +
AM = NZ L& X,

we should find the eigenfunctions of the Hamiltonianin
a magnetic field; in the quadratic approximation, this
Hamiltonian can be reduced to

Hy = Eo+ Hg+ Hop,

where Hg and H, are the quadratic forms with respect
to the s and ex operators, respectively. We have

Hs = Z 2A5S:S + BR(S¢S'y + ScS).
K

S

AL . 3, 3
= = _°p_2 36
TR A 2\'%’ (30
Bx
=p. = ———
The spectrum of s excitations has a gap,
Ex = 337(j +B)
B3y 0 @)
X 2V =,
%L J+[3 ‘D%l J+B E
A = Eg(k = Q)| o= 3IF ——2 —Bo . (38)
T Rt o 14<1+BO)

In contrast to square lattices, the gap depends on j;
moreover, it is closed in zero field. The spectrum of s
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excitationsin zero field transforms into the spectrum of
transverse oscillations of the ordered phase. We have

_ BB*Y)

oo = a1 py)

+ Z{ 2AGELE, + BL(EcE + EELY) (39)

+ 2A%X Xk + BE OGOk + XiX k)
+ C(Ex X+ Xk€x) + Di(EX i + € }

_ B’ 3
= +25+m(1+2vk)+vk%—3ﬁ—§%,
= [3+2(1_B—;_y)(1+2vk)+vk%L—SB—ng,
3AJ§EaX
:j+3+$(1+2vk)+vk%— —g[%
%= \ 2(1_323' 5(1+29) + v 1+y+§%,
%Ecz h+m[5+%(1+2vk) 3vk}
3J*_d = ﬂ[1+1 5o (1+2vk)—3vk}.

An analytic expression for the spectrum of cp excita-
tionsin amagnetic field is given by

EP = 33 /m+ Jm’ =¢,

m = 5al-bf+ b} + 5(c° ),

C = C,Cy, (40)

(c—d)?

€, = =

- (ae - be)(ax - bX)-

2
o= 82 (a,+D,)(a, +by).
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1
0 0.2 0.4 0.6 0.8

1.0 j

Fig. 5. Initial susceptibility. The solid curves are obtained
with the use of the mean-field approximation for 3, and the
dashed curve represents an approximate behavior that cor-
respondsto B(j) with regard to fluctuations: X~ +/B ; there-
fore, B and X vanish simultaneoudly at j = 0.132.

Unfortunately, this spectrum cannot be represented as a
compact function of thevariables(j, h), (B, y), or others.
The spectrum of cp excitations contains two branches.
The lower branch contains a Goldstone boson for k = q
and, at h = 0, turns into the spectrum of transverse (ab)
modes of the ordered phase. The upper branch hasagap
and turns into the spectrum of longitudinal (c) oscilla-
tions at h = 0; the value of the gap in the mean-field
approximation is

Acp = EE?Z)(k = q)

(41)
= 637./(j +Bo)(j —1+3By).

The diagonalization of H, yields
Ho = 5 (B-A)+ 5 2BV
k k

Ash — 0, the diagonalization of H, leads to the fol-
lowing expression (& and €, are the spectrafor h — 0):

Hop = B+ S [(Ec— A + (85— A) —O(h)]
k

+25 (e, + gbeby),
2
B0 =30 PBY) N o = A7 B2
P '2(1-B-v) oK

g, = JAZ-BY.

(42)
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Theground-state energy inamagneticfield forh — 0,

E, = Eot Bt ) (E-A)
‘ (43)
+ 5 [(E— A + (g5~ A) —O(h)],
k
allows us to determine the equilibrium values of (3 and
Yy (upon setting dE,/0p = 0 and 0E,/dy = 0). It sufficesto
refine one parameter, y; the other parameter can be

taken in the mean-field approximation because 3 and y
enter the equation

Mg = @HAMD

asaproduct. Asaresult, we obtain

V= ey

where ¢ = ¢(B, v, j, h) is an integral that contains the
coefficients of the Hamiltonians Hg and H,.

Thus, taking into account a renormalized value of y
and diagonalizing transformations, we obtain the fol-
lowing expressions for the induced magnetization:

M, = —“E‘)ymmm

and the initial susceptibility,

Xo = X3+ AXo,

where the mean fluctuation components are given by
(here, h — 0, B =By, andj = 1—2,)

Mo~«/BoV
BTN

n By
A[2(1+By) +Ad(h=0)]’

oni Bo
© O 3ITA2(1+Bo) + A (h=0)]’

1 1 2 2
AMg = -h———===" U U, (X + X,)
4(1+ BO)NZ P P )
o [22(1 = Bo) + BodT (X + Xp) + Bod'(1 + XcXp)
e+e, ’
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Ax, = — 1 1
J T 334(1+Bo)N

2.2
Upus (X + Xp)
e” + €q

"2

*{[=2(1=Po) + BodT (3 + X5) + Bod'(1 + xXp)} -

Here,

_ & O _ b
YT YT e
_ 2 2 _ § -

g = Ja —b = i = c(g), p(x),

333
Ueey(h=0) = al, ay(h=0) = ay,
o =aeux b(h=0)=bh

Bo
1-Bo

The form of the function x is shown in Fig. 5. This
function is nonmonotonic with asmall maximum in the
neighborhood of small j. The dashed line represents the
behavior corresponding to the table of equilibrium val-
ues of B3(j).

In this paper, we did not consider the possibility of
the formation of singlet pairs in a layer. In our view,
consideration of this possibility should lead to vanish-
ing of the spin at asite of x for j = 0; thus, the interval
of the 120° triangular phase will become even nar-
rower.

b(h=0) = -b/, d'=1+ (1+2v,) —3v,.
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Abstract—The rate constant of spin exchange between two paramagnetic particles with arbitrary spinsis cal-
culated withinamodel of diffusion passage through aregion of exchange interaction that exponentially depends
on the interparticle distance. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

Studying a bimolecular change in the spin state of
paramagnetic particles caused by exchange interaction
isimportant from various standpoints. Spin exchangeis
one of the model elementary processes, and its investi-
gation can be instructive for analysis of other bimolec-
ular processes, such as energy transfer, electron trans-
fer, the recombination of electron—hole pairs, the
recombination of radical pairs, and so on. Indeed, data
on the spin-exchange rate can be used to determine the
binary-collision frequency, the motion kinematics of
colliding partners, and the orbital overlap of unpaired
electrons for two meeting paramagnetic particles [1].
Moreover, studying bimolecular spin exchangeisinter-
esting in itself, since many processes are related to spin
exchange. One of them isthe quenching of positronium
atoms by paramagnetic additives. The positronium
atom can have atotal spin equal to unity (ortho-positro-
nium, long-lived state, T 1 10~ s) or zero (para-positro-
nium, short-lived state, T 0 1020 s) [2]. Spin exchange
between the positronium atom and a paramagnetic par-
ticle can transform the positronium atom from the long-
lived to the short-lived state, thus quenching positron-
ium [2, 3]. Similarly, spin exchange between radical
pairs and paramagnetic particles can result in spin
catalysis (e.g., see [4]). Spin exchange manifests itself
in the shape of electron paramagnetic resonance (EPR)
spectra, causing the exchange-induced broadening of
spectral lines and the exchange narrowing of a spec-
trum [1]. The EPR sensitivity can be increased by cre-
ating nonequilibrium polarization of eectron spins.
One of such methods is based on the fact that the non-
radiative intersystem crossing from asinglet into atrip-
let state in electronically excited molecules is spin-
selective; as aresult, the triplet sublevels are popul ated
with different probabilities. Then, the triplet polariza-
tion can be transferred to other paramagnetic particles,

e.g., to stable free radicals, due to spin exchange (e.g.,
see [3]).

Considerable attention has been given to the calcu-
lation of the rate constant of spin exchange between
spin-1/2 paramagnetic species, e.g., between free radi-
cals [1]. Two collision models have been analyzed. In
most cases, the so-called sudden collision model iscon-
sidered. In this model, exchange interaction between
paramagnetic particles with an exchange integral J is
turned on suddenly at the instant of contact, at the min-
imum distance between the centers of the particles, and
it is also suddenly turned off after a collision time T,
when the particles cease to bein contact. An alternative
model takesinto account re-encounters between collid-
ing particles in condensed matter, the spin dynamics of
the particles in the time intervals between re-encoun-
ters, and the extended character of exchange interac-
tion. The interdiffusion of collision partners randomly
modulates the exchange interaction. By assuming that
the exchange integral decreases exponentially with
increasing interparticle distance and that the interdiffu-
sion is described by a continuous diffusion model, the
spin-exchange rate constant was he calculated for
spin-1/2 paramagnetic species [6]. For paramagnetic
particles with a spin S > 1/2, the spin-exchange rate
constant has not been cal culated with allowance for the
extended character of the exchange integral and for dif-
fusion passage through an interaction region. We only
know of [ 7], inwhich the rate constant of spin exchange
between triplets was calculated, and [8], in which the
rate constant of spin exchange between spin-1/2 parti-
cles and paramagnetic ions with an arbitrary spin was
calculated. The authors of [8] used the so-called thin
reaction layer approximation: an exchange integral was
assumed to be constant and equal to Jinside athin layer
and to be zero outside this layer. However, it is neces-
sary to calculate the rate constants of spin exchange
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between paramagnetic particles having arbitrary spins.
For example, the spin exchange between electronically
excited metalloporphyrin molecules and free radicals
plays akey rolein the redistribution of nonequilibrium
spin polarization in mixed solutions [5]. The spin of an
electronically excited metalloporphyrin can acquire
different values depending on the central ion. There-
fore, it is necessary to know the rate constant of spin
exchange between apair of paramagnetic particleswith
an arbitrary spin S (metalloporphyrin) and with a spin
of 1/2 (freeradical).

In this work, we calculate the rate constant of spin
exchange between paramagnetic particles with arbi-
trary spins upon their diffusion passage through an
exchange-interaction region in the case of an exponen-
tial decrease in the exchange integral with increasing
interparticle distance.

2. MODEL AND KINETIC EQUATIONS

We consider asolution containing two types of para-
magnetic particles (particles A and B). Their concentra-
tions, spins, and Larmor frequencies are denoted by C,
and Cg, & and &, and w, and wg, respectively. We
restrict ourselves to the study of dilute solutions in
order to neglect three-particle, four-particle, etc., colli-
sions and to only analyze the bimolecular collisions of
paramagnetic particles. Let Ry be the effective radius
of spin exchange between colliding particles (it will be
defined below). The condition of applicability of the
binary collision approximation is

TRA(Ca+ Co) < 1. M)

To cal cul ate the spin-exchange efficiency in apair of
colliding paramagnetic particles A and B, we have to
choose a spin Hamiltonian for this pair. In the genera
case, it contains the Zeeman interaction of spinswith a
constant applied magnetic field, the splitting energy in
a zero magnetic field, and the exchange and dipole—
dipole spin—spin interactions between A and B. We
neglect the anisotropic components of the spin Hamil-
tonian, which substantially simplifies computations but
limits the field of applicability of the results obtained.
This approximation is reasonable as applied to spin
exchangein nonviscousliquids, sincetherotational dif-
fusion of paramagnetic particles effectively averages
the anisotropic components of the spin Hamiltonian to
zerointhiscase. Thus, the spin Hamiltonian for the pair
is chosen to be

H = AwpS, + hogS, +£J(r)S'S,” (2

where J(r) isthe exchange integral for the pair of inter-
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acting particles:
J(r) = J(r) = Joexp{—K(r—ro)} . (©)

The constant K in Eq. (3) characterizes the rate of
decrease of the exchange integral with the distance; r is
the distance between the colliding particles; and ry is
the distance of closest approach. The relative diffusion
motion of the partners in the pair randomly modulates
the interaction of the pair spins. The spin-spin interac-
tion energy is assumed to be much lower than the
kinetic energy of the relative motion of the colliding
partners; therefore, we neglect the effect of their spin
states on the collision kinematics. As a consequence,
the distancer between the colliding particlesistaken to
be an external (classic) parameter. The relative maotion
of the colliding particles is described by a continuous
diffusion model.

The collision time 1. in nonviscous liquids is
0.1-1 ns; hence, theinequality (w, — wg)T, < 1 can hold
true in moderate constant magnetic fields. Then, to cal-
culate the spin-exchange efficiency, we may neglect the
difference in the Larmor frequencies during collision
and can use the spin Hamiltonian

H' = (S, +S)) +£I(r)S'S’ 4)

instead of Eq. (2) to calculate the collision efficiency at
t < 1.. (The collision time 1, and the effective spin-
exchange radius Ry; will be determined below by solv-
ing akinetic equation.) Themodel spin Hamiltonian (4)
has the following important property: it retains the
square of the total spin (S + $)? and its projection on
the direction of the applied magnetic field. This prop-
erty allows us to solve the problem analytically and to
find compact analytic expressions for the spin-
exchange rate constants, the effective spin-exchange
radius, and the effective collision time (or, in other
words, the time of meeting of two particles in con-
densed matter, since apair of particles that move diffu-
sionaly can undergo re-encounters in the course of
their meeting.)

The spin-exchange efficiency is not only afunction
of the spin Hamiltonian. The kinematics of the collid-
ing particlesplaysakey role. Therefore, to calculate the
spin-exchange efficiency, we have to consider akinetic
equation for the spin matrix of acertain pair of particles
A and B. To this end, we divide an ensemble of pairs
into subensembles of pairs with a given distance r
between pair partners A and B. In terms of the model
chosen, akinetic equation for the partial density matrix
p(r, t) of the pair subensemble with a given distance r
between pair partners has the form

69((;{_0 - _%[H', o(r, 0] + DALY,  (5)

No. 5 2005



CALCULATION OF THE RATE CONSTANTS OF SPIN EXCHANGE

where D istheinterdiffusion coefficient of A and B. We
use kinetic equation (5) for the spin density matrix of
the pair of colliding particles A and B to find acollision
term in kinetic equations for the one-particle spin den-
sity matrices of paramagnetic particles.

Kinetic equations for the one-particle spin density
matrices of the subensembles of particles A and B with
allowance for bimolecular collisions were proposed
in[9, 10]:

10 = i), ")

—CgTrg[Pa’(t)a®(1)],

da®(t) _
5 = TS, o"()]

—C,Tr [Pa’(t)a®(1)].

(6)

Thecollisiontermin Egs. (6) iswritten from thefol-
lowing considerations. As is well-known from statisti-
cal mechanics, achangein the one-particle spin density
matrix of, e.g., particle A caused by its pairwise interac-
tion with particles B (Vag) is expressed in terms of the
two-particle density matrix p, of a pair of particles A
and B asfollows:

900 - ifefs o' (0]

()
ﬁVTrB I[VAB(r k) P2(rk, )] dr.

The sum in the right-hand side of Eq. (7) is taken over
all particles B; Trg means the convolution over the spin
variables of particles B; and the integral is taken over
the entire volume V. When passing to the thermody-
namic limit for V, we have N — oo, so that Ng/V —
Cg, where Nj is the number of particles B and Cj is
their concentration. Taking into account that, statisti-
cally, all particles B give the same contribution to colli-
sions with particles A, we can rewrite Eq. (7) in the
form

do’(t) _
dt

B %/CBTrBJ-[VAB(r ), P2(r, t)]dr

[0Sy, a”(1)]

(8)

It is well-known from statistical mechanics that an
equation for a pair density matrix is linked to a three-
particle density matrix. If condition (1) is satisfied, the
probability of the fact that at least one particle is near
the two chosen partners within the times comparable to
their meeting time 1. is negligibly small. Therefore, to
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derive a kinetic equation for a one-particle density
matrix from Eq. (8) by making alowance for only
bimolecular collisions, we can use the density matrix
p(r, t) of an averaged isolated pair of particlesfound by
solving Eq. (5) instead of the two-particle density
matrix po(r, t) in the right-hand side of Eq. (8). To
obtain the kinetic equation, the pair density matrix in
Eqg. (8) should be expressed in terms of one-particle
density matrices. To this end, the solution to Eqg. (5) for
the pair density matrix iswritten as (see [11])

p(r, t) = G(r, )" (1) a°(1). 9)

We substitute this expression in Eq. (5). In this equa-
tion, the interaction of the chosen pair is taken into
account in an explicit form. Therefore, since we neglect
triple collisions, we do not take into account collision-
induced changes in the one-particle matrices (see
Eq. (6)) in the expression

dp _ dG ase, sdo” s, o ado”
at dtc’c’JertoJrGo dt

in the left-hand side of Eg. (5), and we use the approx-
imation

do’(t) _
5 = —ilwes;, o ()],
900 - ifals, o°(0).

During particle collisions, we neglect the differencesin
the Zeeman frequencies, that is, wp = Wy = wy,. Then,

we obtain the following equation for G(r, t) written in
the Liouville representation [9]:

aG(r,t) _ .
3t iW(r)G(r, t) (10
+i[Qg, G(r, t)] + DA,G(r, 1),

where
W(r) i, im 11
= J(N(S'S)mkdy, — (S iyl D

and
QOIK,LM

(12)

= (,00[(§ + S?)MKBLI - (S; + S§)|L6KM] .

In theright-hand side of Eq. (10), theterm with W(r)
describesachangein the pair density matrix induced by
spin-spin interaction. The term with the commutator
having Q, isrelated to a change in the state of a pair of
spins caused by their motion in an applied magnetic
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field, and the last term takes into account the fluxes of
the pair density matrix between the subensembles of
pairs with different values of r that are caused by the
interdiffusion of pair partners.

As noted above, spin Hamiltonian (4) commutes
with the operator of the total spin squared (S* + $)2.
Hence, it is convenient to perform computations using
the basis of the eigenfunctions of this operator. Here,
the nonzero elements of the Wand Q, matrices are only
their diagonal elements Wy \x and Qg ik 1k, respec-
tively, where | # K. If | = K, then Wik ¢ = 0 and
Qo, ki, kk = 0. Therefore, the equations for the diagonal
Gk ik €lements become substantially simpler in the
basis of the eigenfunctions of the total spin, since the
diagonal elements of the commutator [Q,, G(r, )]k 1k
in Eq. (10) become zero. Equation (10) for the G, |«
elements takes the form

G ik(r, 1)
ot (13)
= IWi k()G ik (r, t) + DAGyy (1, 1).

Asaresult of the degeneracy of transitions between dif-
ferent levels, [Qo, G(r, t)];x, mn Can al'so vanish for some
off-diagonal elements. In this case, an equation similar
to Eq. (13) isaso valid for the corresponding off-diag-
onal Gk wn(r, t) element.

Under steady-state conditions, G(r, t) satisfies the
equation
DA,G(r) +i[Qo G(N] +iIW(N)G(r) = 0 (14)
at timest > 1.. The diagonal G(r) elements satisfy the
equation
DA G(r) ik, ik +TW(r) i, ikG(Nik, ik = 0. (19)
Let us formulate boundary conditions for the G(r)
correlator. When the partners of apair are separated, the
correlation between their states should weaken [11].
Therefore, we suppose that G(r) tends to a unit matrix
E with increasing r:
G(r) —E ar— . (16)
At the distance of closest approach, the particles are
completely reflected; that is, the spin states of the pair
partners have no time to change within the times when
the partners are at the minimum distance. Whence, we
have the second boundary condition
0,G(r =ry) = 0. a7
A collision superoperator P describes a change in
the pair density matrix in an interaction region; accord-
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ing to Egs. (8) and (9), it is defined as[10]

P = —iIW(r)G(r)dr. (18)
For the diagonal elements of the collision superopera-
tor, Eq. (18) can be represented in a equivalent form,
taking into account that

—W(r)ic, ikG(r) ik, ik = DAG(r)ix, ik

according to Eq. (15). Therefore, for the diagonal ele-
ments of P, Eq. (18) can be rewritten as[9]

Pk, ik = DIAGIK,IK(r)dr- (19
Using the divergence theorem and boundary condi-
tion (17), we can represent Eq. (19) as the diffusion

flux of the pair-correlation gradient DU,Gy k()
through a sphere of radiusr —» co:

- 0G r
Pik,ik = 4HD!|mr2_%&.

(20)
For applied computations, the form of Eq. (20) is more
convenient. However, to calculate the off-diagonal ele-
ments of P, it is better to use Eq. (18).

Using the considerations given above and the model
developed (see Egs. (14), (15)), we rewrite Eq. (14) for
an arbitrary element G, () in terms of the basis of
the eigenfunctions of the total spin squared:

10 320Gk, mn ()
2ot or O (21)
+i(a~IK,MNe_Kr + b un) Gik wn(r) = 0,

where

_ J eKI’O
Ak, MN = 6IM6KN;_D(SK(SK +1)-S(S +1))

and

P, mn = %O(_SZI + S+ Sm—Si)-

Inthe expression for a, v, Scand § arethetotal spins
of the pair characterizing the two-particle K and |
states, respectively; in the expression for by yn, Sy,
Sk, Su, and S, are the projections of the total spin on
the direction of the applied magnetic field in the two-
particle |, K, M, and N states, respectively.

The terms containing a are caused by the spin—spin
interaction of pair partners, and the terms containing b
describe the spin dynamics in an applied magnetic
field. At different values of the a and b coefficients, we
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obtain different types of solutions to Eq. (21). If
ay, mn # 0and by wn# 0, Eq. (21) only hasatrivia zero
solution under boundary conditions (16) and (17). If
aw vy = 0 and by yy = O, the general solution to
Eqg. (21) has the form Gk, un(r) = Ci m/t + Fic mn-
Using these boundary conditions, we have Ckwn=0
and F un = OmOkn. However, according to Eq. (18),
the elements

Gk un(r) = dmdkn

do not contribute to the spin-exchange efficiency. This
is rather obvious, since the situation ay yy = 0 means
the absence of spin—spin interaction between the part-
nersof the colliding pair of particles. The G(r) elements
for which by, yn# 0and ay = 0 also should not con-
tribute to the spin-exchange efficiency, since spin
exchange cannot occur in the absence of spin-spin

—Kr0/2 4aIK IKI Nl%—Kro/Z

885

interaction between the partners. Thus, in the situation
under study, spin exchangeisonly contributed by the G
elements for which a yy # 0 and by yy = 0; that is,
only the diagonal G «(r) €lements have nontrivial
solutions (see EQ. (15)). The general solution to
Eq. (15) is expressed in terms of the zeroth-order
Bessal and Neumann functions:

Cc,.u {4a -
G(rik ik = TlJOD s IKIe Kr/ﬁ
NOD 4aIK IKle—Kr/%
N ad

Using boundary conditions (16) and (17), we have

(22)

4a.|K IKID 2NO|:e—KrO/2 4aIK IKID

Cukixk = =

g U
—KI’O/Z 4a|K lKIJl% KI'O/Z 4a|K |KI|:| 2\]0% KI‘O/Z 4a|K |KID

(23)

Substituting Egs. (22) and (23) into Eqg. (20), we obtain an expression for the diagonal elements of the collision

superoperator:

Pk = 4T[Dljo [
O

where C = 0.57721566... isthe Euler—Mascheroni con-

stant;

. _ TtN1(20) ZoK o = 2No(20)
KK 0 30(20) 20K T — 2J0(20)

_ ZflJo(sus +1)-S(S+ 1)
2DK? ’

and Ji(X) and N(X) are the kth-order Bessel and Neu-
mann functions, respectively. The sign of imaginary
unit in Eq. (24) is equal to the sign of the expression
Jo(S(S + 1) — S(S + 1))/2. Asfallows from Eq. (24),
the elements of the collision superoperator depend only
on the difference in the squares of the total spins of the
two-particle states and do not depend on the total-spin
projection on any preferred direction. Moreover, the
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[hJo(SK(Sﬁl) S(S +1))|D+2c+| } 0
2Dk 2

Cuik, 1k (24)
O

exchange integral and the total spin of the pair appear
only in the combination Jo(S(Sc + 1) — S(S + 1))/2.
This combination givesthe differencein the energies of
the pair states with the total spins S and §. The off-
diagonal elements of the collision superoperator are
equal to zero. The diagonal elements of P having | and
K indices denoting states with the same total spin are
also equal to zero. Therefore, the indices of the nonzero
elements of the collision superoperator are taken to be
the values of thetotal spin characterizing acertain state.
Substituting the results obtained for the collision super-
operator into Eq. (6), we can obtain kinetic equations
for one-particle density matrices.

We are planning to use these equations to analyze
the manifestation of spin exchange in EPR spectra. In
this case, aobservable values are the transverse compo-
nents of spin magnetization; therefore, we haveto know
kinetic equations for the one-particle matrix elements
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O, +1m, @d Oy 41 m . From Egs. (6), for the matrix

A B .
elements 0, .1 m, and 0, , 1, Weobtain thefollow-
ing equations:

do-m +1
At Lmy
dt - I(JL)OO-mAwtl mp CB
SM+1 S,\M
X
Z CSA, ma+1, s, mBCSA, My, s, mg
mg, S, S, mjy
mj, Mg, Mg
SM+1 S, M A B
CSA, M, <, m'BCSA, mi, £, mg PS S GmA' mAGva mg?
25
d0m5+l,mB _ . B_B C ( )
dt - I("‘)Oo-mB+l,mB_ A
SM+1 S, M
X
Z CSA, mA,SB,mB+1CSA, My, SB,mB
ma S, 'S, my
my, Mg, Mg
% CSM+1 S, M A B

S my, £ m'BCSA, mj, £, my PS S.8S o-m'Av m'Ao-m'Bv mg?

where CgAM @, ae the Clebsch-Gordan coeffi-

yMa, S, My

cients[12].

3. KINETIC EQUATIONS
FOR THE TRANSVERSE MAGNETIZATIONS
OF A AND B PARTICLES

In EPR spectroscopic experiments, observable val-
ues are the transverse magnetization components

<
>
I

- ZCAA/(SA_mA)(SA'*' My + 1)0$A+l,mAv
” (26)
ZCB«/(SB_mB)(SB +mg+ 1)0513”' Mg

MB

Assuming that the spins under study are in a near-
equilibrium state and linearizing Eq. (25) in small devi-
ations of the one-particle matrices from the diagonal
matrices, we obtain kinetic equations for the transverse
magnetization components of spin subensembles (see
Appendix):

om?
e (27)
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The spin-exchange rate constants are

P N(S
K, = 4mD 3 sA—(ss*:l)'e“(S)’
s=|s-87 +1 (28)
S+ N(S)
Ky = 4mD Ieff( S),
s=|sfof+1 SB(SB
where
N(S) = (S=(S" =)'+ +1)°-S)
(25" +1)(2S° +1) ’
_ e, 1 Jy| .
lr(S) = DEO“Lz [IthB‘f(—?ﬂﬂC—Cl(S)}%
' _ N (2Xg) XK T o — No(2X,)
C(S) = nRe[ J1(2X0) XK T o= Jo(2Xo) }
X, = Yo |SexpE|i—T%, C=057721566... .
Dk*> 040

In the expressionsfor K; and K5, the sums are taken
over the transitions in the two-particle system that cor-
respond to a change in S by unity. Each transition is
characterized by a specific S parameter due to the non-
equidistance of a spectrum. The dependences of the
spin-exchange rate constants on the molecular-kinetic
parameters are involved in the corresponding I(9
sets. A set of weight multipliersN(S)/(SVB(SVE + 1)) has
a purely statistical nature, since it is obtained via the
convolution of the products of the Clebsch-Gordan
coefficients in the kinetic equations for the transverse
magnetizations over all indices (see Appendix).

Equations (28) demonstrate that the K, and K, coef-
ficients are related as the partner spins squared, i.e., as
the magnetic moments of the colliding partners. There-
fore, the spin exchange caused by the collisions of para-
magnetic particles A and B broadens the EPR lines of
these particles differently. According to Egs. (28), the
exchange-induced broadening of the EPR lines of par-
ticles A and B satisfies the relation

Bwp(S) _ CeSY(S+1)
Dwyp(S)  CaS'(S'+1)

Note that a relation similar to Eg. (29) was aso
obtained in[1] for the exchange-induced broadening of
EPR lines in the framework of the sudden collision
model applied for the collisions of spin-1/2 paramag-
netic particles with particles having arbitrary spins. For
the case of collisions of particles with the same spins

(29)
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(/2 or 1), Egs. (28) and (29) reproduce the results
obtained in [6] and [7].

We now give explicit expressions for spin-exchange
rate constants in certain particular cases. For spin
exchange between radicals (S,) and triplets (S;), we
have

128 16
Kl = == Ea:l K2 = 31’[D|eﬁ%

27 T[D I eff EE:', (30)

For spin exchange between two different triplet
states, we have

Ky = Ky = STD(Aly(1) +5leg(2)).  (31)

For spin exchange between spin-1/2 particles and
those with spin &, we obtain

32 (S +1) | 10
T[D(SB +1/2)(2S° + 1) iy AT
8D 10
| =5
(S +12)(2S8 + 1) ey 24

The spin-exchange rate constants (28) can be rewrit-
ten as

K, =

K, = 4TDRY;, K, = 4TDR%;, (33)

where Ry is the effective spin-exchange radius.

The effective spin-exchange radius depends on the
interaction parameters J, and K, the interdiffusion coef-
ficient D of colliding particles, and the distance r, of
closest approach. Depending on these parameters, the
effective radius can vary in awide range. For compari-
son, we note that, in the sudden collision model, these
radii are expressed by the formulas

2 1,S°(S*+ 1) Jgte

Izeff 3
1+ (:U2 + SB)ZJST(Z:

(34)
B f'o JoT

294 (12+ P2

for the spin exchange between paramagnetic particles
with a spin S, = 1/2 and particles with an arbitrary
spin S [1]. According to these formulas, the effective
radius cannot exceed ry/2. This result is caused by the
fact that the sudden collision model does not take into
account the extended character of spin—spin interac-
tion. In the situation of the diffusion passage of the par-
ticles through an exchange-interaction region, which is
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considered in this work, the following expressions for
effective radii can be derived from Egs. (28):

s+
N(S)

R = S+ D)

s=|sh—s+1

<fe v LMnd? o|$3+zc—C'1(S)E,

s (35)
N(S)

(S’ +1)

s=|-sf+1

DO |:||J0|S D
X[+ [In +2C—-Cy(S }D-

These expressions for effective radii can be substantially

simplified in the limiting cases. At A/|JO|S/DK2 <1,
we obtain

2

l(S) =~ (5-+ 10K+ 10(K T )2+ 4(kr,)?), (36)
AB _ JSSB/A(SB/A +1)
R = oA (37)

x (5 + 10Kr, + 10(Kro)” + 4(Kr,)>).

Two limiting cases are possible here, depending on the
relation between ry and UK. If the exchange integral
decreases slowly with increasing interparticle distance,
i.e, if ro < 1/k, we have

(9= L 305
2K 4D%c*
5JZSB/A(SB/A +1) (38)
A/B _ 9do
' 6D%k> '

In this case, as could be expected, the effective spin-
exchange radius is virtually independent of the mini-
mum distance r, between the centers of the colliding
particles, and the characteristic meeting timeis

1
.= —D—E—Z (39)

In other words, this is the time of diffusion passage
through aregion of width 1/k.
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Fig. 1. Dependence of Réff Irq (see Egs. (35)) on the inter-

diffusion coefficient D. Different curves are plotted at dif-
ferent rates of decrease K of the exchange integra: K =

(1) 2x 108, (2) 1 x 108, (3) 0.6 x 10%, and (4) 0.4 x 108 cm ™.
The calculations were performed at ' = 1/2, £=1, ry =
5x 108 cm, D = 107-107° cm?/s, and Jy = 10% rad/s.
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Fig. 2. Dependence of Rgf Irq (see Egs. (35)) on the inter-
diffusion coefficient D. Different curves are plotted at dif-
ferent values of the exchange integral Jy: Jo = (1) 10%,
(2) 101, (3) 10%2, and (4) 10™3 rad/s. The calculations were
performedat 4= 1/2, =1,r;=5x108cm, D=10"-
107 cm?/s, and k = 108 cm™.

If the exchange integral decreases rapidly, i.e., if
ro > 1/k, we have

JSSzrg
2D%k?’

e _ 23558 (S + 1)
Ra = 3D%? '

le(S) =

(40)

MAMBETOV, SALIKHOV

In this case, spin exchange occurs in a sufficiently thin
layer (of thickness 1/k), and the characteristic meeting
timeis

lo

Dk (41)

.=

In other words, this is the time of diffusion passage
through athin layer located between spheres with radii
ro and r, + 1/k. As would be expected, at small

A/|JOS/ D K2| , the spin-exchange rate constants are pro-
portional to (Jy)? and the | (S) components are propor-
tional to (J,9%.

At /|3,5/Dk’| > 1, we have C(S) —= 0, and the

effective spin-exchange radius depends logarithmically
on the exchange integral:

O . 17, 19dSy 0
l(S) = D—°+—[In il +2C}D,
M2 2kl Opd i

AIB _ 1
Rt = SA/B(SA/B +1)

o, 1 D|‘J0|D
X % + ﬁ[lnﬁiﬁ ZCE

xLy(S, ) + Ly(Sh, )
O

(42)

S+s
LS\ s)= Y N,
szl +1
S+ s
Lz(SA, SB) _ N(S)InS.
s=|st-sf+1

In this case, the characteristic meeting time is specified
by the time of diffusion passage through a region of
radius 1/k (see EQ. (39)). Since the exchange integral
changes exponentially, we should expect a logarithmic
dependence of the effective spin-exchange radius on
the interaction intensity and the diffusion coefficient at
high values of J,, and a sufficiently small rate of its
decrease with increasing distance.

To illustrate the results obtained, we show some
examples of the dependences of the effective radius on
the mol ecul ar-kinetic and magneti c-resonance parame-
ters (Figs. 1, 2). The parameters for these calculations
were chosen as follows. At room temperature, the dif-
fusion coefficient of molecules in water is about
107° cm?/s. The viscosity inside micellae is two orders
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of magnitude higher than the water viscosity; therefore,
the diffusion coefficient of paramagnetic particles in
micellae should be on the order of 10~" cm?/s. For inter-
atomic interaction, the exchange integral decreases e
times within a distance of about 0.3 x 108 cm, which
corresponds to the slope of k = 3.3 x 10% 1/cm. In mol-
ecules, unpaired electrons are delocalized and the
exchange interaction can be affected by ligands or
chains of chemical bonds;, therefore, the rate of
decrease of the exchange integral can be smaller than
therate given for interatomic interaction. For atoms, the
exchange integral at the distance of their van der Waals
radii is about 10% rad/s [1].

An analysis of Figs. 1 and 2 reveals the following
features. The effective spin-exchange radius decreases
with increasing rate of decrease of the exchange inte-
gra with increasing distance between colliding parti-
cles. The rate of decrease of the exchange integral
affects the volume of the effective spin—spin interaction
region. The higher the rate of decrease of the exchange
integral, the smaller this volume and the shorter the
interaction time of colliding particles. As a result, the
effective spin-exchange radius should decrease as the
rate of decrease of the exchange integral increases. Itis
this behavior that is observed in Fig. 1.

The effective spin-exchange radius can substantially
exceed the minimum distance r, between the centers of
the colliding particles, which can be explained by the
fact that spin—spin interaction also changes the spin
states at distances longer than r,. The effective spin-
exchange radius decreases with increasing diffusion
coefficient. This behavior should be expected, since the
time within which pair partners are in an interaction
region decreases with their increasing mobility. The
effective spin-exchange radius increases with the
exchange integrd J, (Fig. 2).

4. CONCLUSIONS

The spin-exchange rate constants K, and K, can be
determined by EPR spectroscopy from the broadening
of EPR lines or from the exchange-induced narrowing
of an EPR spectrum [1]. To interpret experimental data,
one has to calculate the effective spin-exchange radii.
In this work, we calculated the effective radii of bimo-
lecular spin exchange for particles with arbitrary spins,
as applied to nonviscous liquids. The calculations were
performed with allowance for the extended character of
exchange interaction on the assumption of diffusion
particle motion. The calculation algorithm used here
can also be applied to viscous liquids. In this case, the
spin Hamiltonian of a system must also take into
account anisotropic terms. As aresult, linked parabolic
equations for the elements of the G () operator are
obtained, and they can be solved only numerically.
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Thus, the spin-exchange rate constants have the
form

K = 4DR(S,s, Ss, Jo, K, D)C (43)

and can be determined from EPR experiments. At least
one of the unknown parameters can be found from a
comparison of experimental data with theoretical cal-
culations. For example, the concentrations of paramag-
netic particles can be determined from a comparison of
experiment with theory if the magnetic-resonance
parameters, the spins of colliding particles, the
exchange integral at the collision radius, the rate of
decrease of the exchange integral, the collision radius
of the particles, and their interdiffusion coefficient are
known from independent sources. This possibility can
be very important in studying molecule collisions in
complex systems, such as biological objects (e.g.,
see[1]). The study of the dependence of the spin-
exchange rate constant on the diffusion coefficient can
be rather fruitful (see Figs. 1, 2). The diffusion coeffi-
cient can vary when the temperature or solvent is
changed. By comparing the theoretical results obtained
with experimental data on spin exchange, we can deter-
mine the exchange integral at the maximum approach
of colliding particles and the rate of decrease of the
exchange integral.
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APPENDIX

We derive kinetic equations for the transverse mag-
netizations of the subensembles of spins A and B for
one-particle density matrices.

Equations (6) written for the matrix elements of
one-particle density matricesthat enter into magnetiza-
tion have the form of Egs. (25). We consider systems
that are close to equilibrium at high temperatures, so
that the quadratic terms in Egs. (25) can be linearized
as follows. The diagonal elements of the one-particle
density matrices are taken to be equal to /(23" + 1)
plusfirst-order infinitesimalsin the o* matrix and equal
to /(23 + 1) plus first-order infinitesimals in the a®
matrix. The off-diagonal elements are assumed to be
first-order infinitesimals. If we retain only terms up to
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thefirst order of smallnessinclusively in Egs. (25), then
the first-order infinitessimals

SM+1

CS‘,M SM+1
SA, my+1; SB, mg SA ma; SB,mB

SA, my+1; SB, mg

A

, O \

S, M my+1,m
XCg e eumPssiss T 5
i Sme 2+ 1

SM+1 SM+1

cS:M
S my+1; S mg S my g TS my S om 1

B
0-m'B +1,my

S'M
*Comegm sS85 A

would correspond to these termsfor thefirst equationin
Egs. (25), and the first-order infinitesimals for the sec-
ond equation in Egs. (25) would have the form

cSM+1 cSM SM+1
Smy Smg+1 7S my omg TS my 1 S my

M oSSy 1 Tt
ot dt

+ CzAMm:i 1; &%, mBC;'\:nA; s mg S,
"a—“f? = Co (S~ mg)(S° + mg + 1)0'07

SM+1

xElCSM+1
O

MAMBETOV, SALIKHOV

A
S, M My + 1, M,
xCSM | p_  mrim
& Pssiss ,
Smy; S m 28+ 1
cSM+1 S, M SM+1
S my Smg+1 7 my my TS my Sy 1

B
Omy+1,my

S, M
XCh - m Pssiss 1

The expressions for the zeroth-order terms contain the
products of the Clebsch—Gordan coefficients that have
the same sums of the projections of spins A and B and
the projections of the total spin differing by unity.
According to the definition of the Clebsch—Gordan
coefficients, this means that these terms are identically
zero. Thus, the linearized equations form a closed sys-
tem for the matrix elements entering into the transverse
magnetizations of subensembles A and B.

We now write kinetic equations for the transverse
magnetizations of subensembles A and B (convolution
over al indices is implied in the right-hand sides of
these equations):

= WM = CoCa (S —m) (S + My + 1) % ...

A
Omy +1,m,

S, M
s my+1; SB,m'BCSA, My SB,mvBPS.S'; S S ZSB 1

B

s,M Oy +1,my

SA,mA; SB,m'B+1 SA,mA; SB,m'BPSS':SS' ZSA+ 10

= TEM® = C,Cpa /(S —mg) (ST + Mg + 1) x ...

A

S, M Omy+1,my,

S.\M
8 Ma; s, mB+1CSA, My; s, mBCSA, my+1; s, m‘B+1CSA, My s, m‘E,F)S SHEN ZSA +1

SM+1 S, M SM+1
+
Cot e mo+ 10 my: & me

Using the well-known properties of the Clebsch—
Gordan coefficients[12], wefind that, after convolution
over m, and mg, thetermswith the Sand S' indices that
differ by less than unity are retained in the equations
obtained. Thetermswith the same Sand S' give no con-
tribution, since the corresponding Ps s 5 s multipliers
are equal to zero. Note that the convolution over these
projections does not require the linearization of the pair
density matrix; this requirement appears for convolu-
tion over the other indices. Thus, the transverse magne-
tization transfer rate constants are only contributed by
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S\ M
S my+1; S, m‘BCSA, m,; S°, m-BPS S;S S

A
Oy, +1,m, U
A 1 VA
B!

288 +1 0

the diagonal Py . 5 o €lementswith S, and S, differ-
ing by unity, irrespective of whether the pair density
matrix was linearized or not. This circumstance is
related to the fact that the transverse magnetizations are
irreducible first-order tensor operators; in the basis of
the total spin of a two-spin system, they have nonzero
matrix elements between the states whose total spins
differ by not more than unity (the triangle rule).

By making alowance for this circumstance and
using the well-known relations for the vector summa-
tion coefficients[12], we convolute the right-hand sides
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of these equations over al projections of the angular

momenta of the subsystems. As aresult, we have 1

M = iwAMA_|: CBMé _ CAM_B i|
o TS sty (S 2
x v (-8 -)((++1)°-9) 3.
=l 1 4(28*+1)(28°+1)S .

X(Pss_1:55-1% Ps_1s5-15)

6_lvlf‘zinMB_[ CM? Mt } °
ot T (1) S+ '
S+ 8.

(S=(S' =)' +S+1)*-S)

X

s=|sh-sf+1

X(Pss_1:55-17Ps_1s5-15)- 10.
Weintroducethedesignations| (S = (Pss_1.5s-1+ 1.
Ps_ 1,SS-1, 3)/4 and 12

(S (- (S+S+1)°-H
S(25" + 1)(2S° + 1) ’
and obtain Egs. (27) and (28).

N(S) =
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Abstract—The excitonic representation method for describing collective excitations in the quantized Hall
regime makes it possible to simplify analysis of the spectra and to obtain new results in the strong magnetic
field limit, when E¢ < #iw, (w, isthe cyclotron frequency and E isthe characteristic Coulomb energy). For an
integer odd filling factor v greater than unity (i.e., forv = 3, 5, 7, ...), the spectra of one-cyclotron magneto-
plasma excitations are calculated. For unit filling factor, the existence of a spin biexciton (bound state of two
spin waves) corresponding to excitation with aspin change (8S= 8S, = —2) is proved. The exact equation deter-
mining the ground state of the biexciton is derived in the thermodynamic limit N, —» oo (N, is the system
degeneracy). The exchange energy of this state islower than for asingle spin wave (with 8S= 8S, = —1) for the
same value of the 2D wavevector g. In the limit g —» o corresponding to the decay of a biexciton into a pair
of quasiparticles one of which is atrion with a spin of —3/2, the energy is found to be lower than the energy
(e¥elg) VTU2 required for exciting an electron-hole pair in the strictly 2D case (Ig is the magnetic length and €

is the dielectric constant), although this energy is higher than another “classical” result (€%/2¢lg) /U2, corre-
sponding to the excitation of a skyrmion—antiskyrmion pair (|69 = |8S,| > 1). The solution of the exact equation
gives the trion binding energy and the activation gap for quasiparticles whose excitation corresponds to a
changein thetotal spin by 8S= &S, =-3. The energy of aspin biexciton is calculated for values of the wavevec-

tor such that glg > 1. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

The Coulomb interaction is one of the main factors
determining the behavior of the electron system in the
regime of the quantum Hall effect [1]. If a 2D electron
gas is an insulator, this interaction determines or sub-
stantialy renormalizes the activation gap in the excita-
tion of dissipative current. A typica example is the
fractional quantum Hall effect, in which the gap for fill-
ing factorsv = 1/3, 1/5, ... iscompletely determined by
theinteraction [1, 2]. At the same time, the Zeeman gap
(v=1,3,5, ...; thetotal spinisequal to the number of
electrons at the upper Landau level, S = N,/2, where

N, = LZ/2rt5 and L x L is the area of the system) and

the cyclotron gap (v = 2. 4. ...; the system is hot polar-
ized, S= 0), which already exist in the absence of cor-
relations, are found to be much larger in actual practice
due to the interaction even for an integer filling factor.

In al quantum-Hall dielectrics of this type, low-
lying excitations are zero-charge (neutral) collective
excitations of the type of electron density waves [3],
excitons [2, 4-10], or exciton complexes [6, 10-14].
The emergence of Fermi quasiparticles in the system
[15] is the result of the limiting transition to infinitely
large values of the wavevector in the spectra of these
excitations [4-7]. Thus, generation of charge carriers

(and, hence, the existence of an activation gap) is
closely associated with the lower part of the spectrum
of a2D electron gas.

It should be noted that this problem remainstopical.
The analytic solution turns out to be possible only for
three simplest excitations even for an integer filling fac-
tor and even in the first approximation in the small
parameter rc = E-/fiw, (Ec = ae/elg, where a is the
form factor determined by the finite electron gas width;
o < 1in al cases). These excitations are a cyclotron
magnetoplasmawave corresponding to an upward elec-
tron transition to a Landau level (dn = 1) without a
changein spin (8S=38S, = 0 [5-7], aspin wave with an
odd filling factor (8S= 0S, = —1 and on = 0) [4—7] and
a spin-cyclotron exciton with even filling factor (dS =
0S,=—-1and dn = 1) [7]. In the remaining cases, Cou-
lomb corrections to the exciton spectrawere calcul ated
not exactly, but only in the framework of the reduced
Coulomb interaction model, which is a version of the
mean field approximation as applied to exciton excita-
tions[7-9].

Here, we will use the excitonic representation for
calculating Coulomb corrections in the simple and
familiar cases, as well as in more complex cases. We
consider a 2D electron gas with an integer filling factor
v and confine our analysis to a first-order approxima-

1063-7761/05/10105-0892$26.00 © 2005 Pleiades Publishing, Inc.
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tion in parameter r. Such asystem isan insulator or a
guantum-Hall ferromagnet for an odd v. (In the latter
case, al electron spins in the ground state at the half-
filled upper Landau level are aligned along the mag-
netic field in view of the fact that the Lande factor in
galium arsenide structures is negative.) The simplest
excitations in this system are excitons formed by an
electron placed on an unfilled or haf-filled Landau
level with or without spin flip and an effective hole
emerging thereby on the previous level.

The exciton creation operator is defined by the for-
mula[10-13, 16-21]

At 1 . T
Dabg = —= exXp(—iaxPle)by g 1,28 12
Nm% ' Y

~

)
Qabq = QJba—qy

where a, (a;) and by, (b;) are the annihilation (cre-
ation) operatorsfor an electron in the states correspond-
ing to the Landau gauge conditions; subscriptsa and b
denote one-electron states with different numbers n of
Landau levels and with spin sublevels o;
a = (N, 0,), 12)
and p is the internal quantum number of the Landau
level. The one-electron energy E,, corresponding to
subscripts a (or b) is given by
E. = fitx(n, + 12) —|gusB| o, (1.3)

where g isthe Lande factor. In addition to notation (1.2),
we will use another notation for sublevels: subscripts

a=nanda=n correspondton=(n,t)and n =(n, |).
The basis of one-exciton states is determined with
the help of operators (1.1):

lab; qO0= 9.5ql00) (14)
where the ground state |0CJis set in the zeroth approxi-
mation. For an integer filling factor, this means that
states(1.4) exist if sublevel aintheground stateis com-
pletely filled, while sublevel b is completely empty.
Then states (1.4) are mutually orthogonal and normal-
ized,

|—_q2; bZaAalbl; q1D: 6311 a26b1, b26Q1v QZ;
here, 8, , = 0,0, o, - 1O estimate the energiese(q) of

one~e_xciton excitations, we can consider the secular
equation

det|{ 0 Daral B, toa] 00 €(q)3s 284 o} | = 0.(L5)
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Generally speaking, this approach does not lead to a
correct result since system of equations (1.5) corre-
sponds to the above-mentioned mean-field approxima-
tion for excitons. However, for some important cases
associated with low-lying excitations (i.e., for specific
sets of ab pairs), the total Hamiltonian including the
Coulomb interaction can bediagonalized to afirst approx-
imation in r¢ in the basis of one-exciton states (1.4). In
this case, the commutator in Egs. (1.5) is determined
only by one-electron terms in the Hamiltonian and by
the above-mentioned reduced interaction, i.e., by the

Aic part of Coulomb Hamiltonian Hix , which can be
diagonalized in the basis of all possible one-exciton
states for arbitrary ab pairs. In this case, we can carry
out the subgtitution e —~ Hine in Egs. (L.5). It was
mentioned above that this equation leads to a correct
result for the spectrum e = e,,(q) to afirst approxima
tion in re for some simplest excitations. It should be

noted that, after the substitution of Hin for Hin , not
only the Zeeman energy guBBASZ is conserved (since

(S, Ain] =[S, Bin] = 0in all cases), but also the
one-electron orbital energy corresponding to the ope-
rator

In other words, the effect of “Landau level mixing” is
ignored in this model since [F1, Hix ] = 0 (athough

[H1, Hin] # 0 in the general case). The fact that the
result is exact for some sets of ab pairsin thefirst order
inrconly leadsto second- and higher-order corrections
in the interaction. Changes in the orbital and Zeeman
energies are determined by the values of zw.0n and
gusBdS,, where quantum numbers dn and 8S, are given

by
on = ny,—n, = ny—ny = ...,

. (1.6)
0S, = 0,—0, = O,—0, = ....

These conditions must hold for all a'b' pairs taken into
account in Egs. (1.5). Other ab' pairs either do not
appear in these equations, or they correspond to the

case n, — h, # on and, hence, lead to higher-order cor-
rectionsinr.. Asaresult, we can aways write
€(q) = hwdNn—|gueB|dS, + By 55(q),  (L.7)

where Ej, _55(0) is the energy associated with the
Coulomb interaction.
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2. EXCITONIC REPRESENTATION

Henceforth, we will use variables with dimensions
of length and wavevector in units of |5 and /I, respec-
tively. The total Hamiltonian has the form

H = gugBS+ Hi+ Hin, (2.1)

where the Coulomb part can be written as follows:

~ 1

Hin = E—N_q, z Vhaca(d)
PP
ab,c,d

x exp[ig,(p—p)]by_q dCy_q .

(2.2)

Here, the annihilation operators a,, b,, ¢,, and d, corre-
spond to their binary indices (1.2). The factors

Vbdca(q)

2
_eV(q), (23)
St M (DN (085, 0,80,

can be expressed in terms of the dimensionless Fourier
component V(q) of the Coulomb potential (V(q) = 217q
in theideal 2D case) and the functions (see, for exam-
ple, [6, 7,9, 13, 17]),

k! Ty, \n—k; n—k[Q]
Mya(01) = ﬁ—!expg-%gm_) ‘WEBE e

where g_ = i(qy — iqy)/ ﬁ and LL are generalized
Laguerre polynomials. It should be noted that func-
tions (2.4) are a so encountered in the description of the
interaction between an exciton and the external field
[12, 14, 16-18].

Before considering the excitonic representation of
Hamiltonian (2.2), we write the commutation relations
for operators (1.1):

1

N,

0 i At
x Dexp[—z(ql x qz)z}éb, Dadg, +,
0

N
[Decda,, Labg,] =

(2.5)

[ At ll
- exp['é(ql x qz)z}5a,dﬁcbql+qz n

A part of theserelationswas givenin[19] in adifferent
formulation and for asingle Landau level, when a, b, c,
anddareonly (0, 1) or (0, 1) (seeaso[12-14, 16-18]).
Commutation relations (2.5) thusform aLie algebra. If
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sublevel a isfilled and b is completely empty in state

[OC)we have aI, |0 b,|OCE O. In terms of exciton oper-
ators, these equalities correspond to the equalities

Aj00= 3, 4/00 BqjoD= 0, (2.6)

where we introduced the operators of “displacement”
within sublevels:

At 1 5t at 1 4t
Aq = _Qaaq, Bq = _Q,bbq

Ny N
Using now definition (1.1) and commutation rela-
tions (2.5), we can write Hamiltonian (2.2) in the exci-
tonic representation:

At o~y
2 z Vbdca(q)gabqgcd_q

q,ab,c,d

1 At
- Z %I- - Eaa, l%vbaba(q) Bo.
g,a,b
(naS nb)
It should be noted that the one-electron part of Hamil-
tonian (2.1) in this representation has the form

2.7)

A A 1 A
OHeBS + Hi = 5]gHeB] ) (Nn—Nn)
" (2.8)
+hoy %1 + %(Nn +Nn),

where N = /NoDhmo and Ry = /N9 1o
The next step is extraction of the exciton-diagonal-

izable part Fire from expression (2.7). This operator at
least should not change the one-electron energy (i.e., it
must commute with Hamiltonian (2.8)); consequently,
weretainin Eq. (2.7) only thetermsfor whichn, + n, =
n, + ng. A part of these terms form an operator for
which states (1.4) are eigenstates. This diagonal part is
given by

e = S Hat 5 Ha, 2.9)
a ab
(a#b,nyg<ny)
where
N1 ~ta At
Ha = izvaaaa(q)(NQAQAq_AO), (210)
q
~ ata
Hab = Z[Vabba(q)N(pAqu
q (2.11)
At oA Lt
+ Vbaba(Q)(Qfabqg)zabq - Bo) ] .
No. 5 2005



EXCITONIC REPRESENTATION: COLLECTIVE EXCITATION SPECTRA

To find the contribution to the excitation energy, we

must calculate the action of commutator [HE‘D, Q;bq]
on the ground state |0CFor the chosen ab pair. In doing so,

we should not retain in A OE"D the terms which obvioudy

commute with Si;bq in accordance with relation (2.5).
Using rules (2.5) and (2.6), we can aso easily verify

that, although commutator [Fp, O.ibq] differs from

zero, itsaction on state |0Cisalways equal to zero. Thus,
we can easily prove that

~di At
[FIED, D.a6q] IOT

E|:Ha+ Hap + z (Hac + Hoc), Qilbq}IOD (212)

czab

= G () Vg OC]

in all cases. At the sametime, if v > 1 and we consider
excitations with dn = n, — n, > 0, the off-diagonal part

is also significant in the expression for I:iiitD .Acting on
state (1.4), this off-diagonal part leads to alinear com-
bination of other one-exciton states |a'b’; qUJ) but with
the same spin 8S, = 6, — 0, and with the same value
of &n. Thus, we can write

~, off—di

Hep = Hip + Z Hab (2.13)
a,b

In contrast to definition (2.9), summation in this for-
mulais carried out only over ab pairs, for which sub-
level aisfilled and sublevel b isempty in state |0OLI The
terms constituting the sum (2.13) are as follows:

~, off—di 3 5
Hap © = z z [Vaden(d) 2cdaLang

cdzab ‘g (2.14)

ng+ng = np+ng
o
*+ Vadbe(A) 2caqdba] -
It can easily be verified that

(A% 2 00= 5 EE(@)awal0 (215)

a,b'za b

Here, summation is carried out over the a'b' pairs, such
thaadon=n,-n,=n,-n, =...,85=0,—-0, =0, —
0, =.... Thus, Egs. (2.12) and (2.15) form a system of
a finite number of equations that determine the eigen-

states of Hamiltonian Heo and, accordingly, the ener-
gies of these states for a given set of quantum numbers
on, 8S,, and g.
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The remaining terms of the Coulomb Hamiltonian

9 ~ ~ . . At
it = Hine — Hep , with which operator 9 apq does not
commute, have the form

H:alb = Z zvgacd(q)g’iquéiva

c,dzab q
g#za

At oA
+ Z EVcdbg(Q)Qdchdbq*'H-C-

c,dza,b q
gzb

(2.16)

Acting on exciton (1.4), operators (2.16) generally gen-
erate “additional” two-exciton states that cannot be
reduced to one-exciton states. Nevertheless, a part of
terms in sums (2.16) commute with the one-electron
Hamiltonian (2.8); in other words, these terms lead to
two-exciton states corresponding to the same quantum
numbers &n, 8S,, and g.

Even in the framework of the first approximation
inr¢, these terms must be taken into account in calcu-
lating the excitation energy. Additional two-exciton
states emerge in al caseswhen on = 2 or even for dn =
1if 8S,=-1.

Let us consider a specific example. In the case of
unit filling factor, for the spin-cyclotron excitation

(3n=-3S,=1;i.e,a=0,b= 1), theterms

~y ~t oA
Hoi = Zvlolo(Q)vaqglbiq +H.c. (2.17)
q

must be taken into account along with Hep = Ha +

Hap (it should be noted that the contributions from
other operators appearing in Eq. (2.12), as well as off-

diagonal components of ﬂzﬁ*" in Egs. (2.15) are

reduced to zero).

The excitonic representation is suitable in the case
when a 2D electron gas is an insulator (i.e., in the
absence of free electrons and holes). This representa-
tion indicates a change from the Fermi creation opera-
tors, which generate the eigenstates of the ideal gas and
are multiply degenerate in parameter p, to the exciton
operators, which act on the vacuum state |0CJand form
the system of basis states diagonalizing the Hamil-
tonian

gHBB§Z+ ﬂ1+ Hﬁqltj

The latter includes a considerable part of the Cou-
lomb interaction; consequently, for states of the new
basis (1.7), which are classified by the natural quantum
number g, degeneracy is removed. In some cases, we

can ignore the difference between operators A and
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Hin and obtain correct results for the excitation energy
in the first order in re. In a number of other cases, we

can treat the terms §€im as a perturbation [13] and use
exciton states as basis vectors.

The excitonic representation has a number of other
obvious advantages. First, it is independent of the spe-
cific features of the gauge used for single-electron
wavefunctions. In a different gauge, the definition of
operator (1.1) changes, but commutation relations (2.5)
and the representation of the total Hamiltonian in the
form (2.7) and (2.8) remain unchanged. Second, the
Hamiltonian of the Coulomb interaction from the four-
operator expression (2.2) is transformed into the two-
operator expression (2.7). Finally, the excitonic repre-
sentation gives the explicit form of the eigenstates of a
many-electron system and makes it possible to easily
calculate (using commutation algebra (2.5)) the transi-
tion matrix elements that determine the probability of
various kinetic processes in an electron gas in accor-
dance with the Fermi golden rule. These transitions can
be associated, for example, with eectron—phonon,
electron-impurity, and other interactions (in this case,
the interactions are renormalized into exciton—phonon
[12, 17, 18], exciton-impurity [14, 20], excitor—exciton
[16], and other interactions).

In special cases, operators (1.1) wereused in [10, 11]
for studying an abstract two-component Fermi system
with a symmetric model of interaction. It subsequently
turned out that in actual practice this model corre-
sponds to “intervalley waves’ in a 2D semiconductor
for v = 1 in the strong magnetic field approximation
[19, 22] or to spin waves in a quantum-Hall ferromag-
net [5-7, 12, 14, 16, 21]. Specific many-exciton states
associated with the presence of the so-called zero-exci-
ton condensate in the system were also considered
in[10-12, 14].

3. SOME RESULTS
FOR LOW-LYING EXCITATION SPECTRA

Thus, in thefirst order in r, excitations are charac-
terized by quantum numbers dn, 8S,, and q and their
energies are defined by formula (1.7). Sincefilling fac-
tor v is aso a parameter of the system, we can classify
eigenstates using the notation |n; on, —8S,, qLJ For an
integral filling factor in the framework of the exciton-

diagonalizable part of Hamiltonian I:Iﬁ? solutions are
found with the help of Egs. (2.12) and (2.15). To calcu-
late energy Eg, s, We must project these equations

onto all possible states |a'b'; g[torresponding to chosen
values of dn and &S, (1.6) and then find the quantities
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€2 () and €,,(q). After this, the problem reduces to
solving the secular equation

det| (€ ap — Esn, -55,)Ba, a'Ob, v 3.1)
+ 6 (1-8, 48y p)| = 0

(here, the indices of matrix elements are ab and a'b'
pairs, in which sublevels a and a' are occupied, whileb
and b' are empty). Such an algorithm is conventional
and is much simpler in actual practice than the Green
function method used in the well-known paper [7]. In
fact, for each specific type of states |v; dn, —-0S,, gLjwe

can easily choose specific operators Ha, Hb, Han,

Hac, Floe, and A3 ™ which make contributions to the

commutators of Egs. (2.12) and (2.15).

However, as amatter of fact, thismethod (aswell as
the one used in [7]) gives a correct result only for exci-
tations

Iv=2m+1;3dn=0,-3S,=1,q0
[2m+1;1,0,q0
[2m; 1,0,q0 [2m; 1,1,q0

(heremisaninteger). In this case, the order of Eqg. (3.1)
is not higher than the second. We will not give here the
results for the states

2m+1;0,1, 90 |1;1,0, qlJ

|2m; 1,0, qC) [2m; 1,1, ql]

since these results were obtained in [5-7].

However, we will demonstrate how to calculate the
energy of state |2m + 1; 1, 0, qOfor m = 1 since this
guantity is given incorrectly in [7] (see also [23]) and
the correct solution has not been reported to our knowl-
edge. The basis vectors of excitation [2m + 1; 1, O, g

are excitons [m— 1m; qOand |[mm + 1; qCJ Details of
transformation of Egs. (2.12) and (2.15) are given in
Appendix 1. It should be noted here that, if m< 2 (i.e,,
v < 5), the sum over c of the operators on the left-hand
side of Eq. (2.12) makes zero contribution to € ,; how-
ever, for all m= 1, we obtain

%rrlm(q) = EmE um(q) + Vm(Q),

(3.2)
%mm+1(q) = Em+ 1y
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where

Un(0) = Nizvm_lmmm_l(p){l—exp(ipxq);r

pdp 0P D Ep N
PO
x LmD‘z—D[l_Jo( DQ)],
m(q) = Vm—lmm—lm(q)
e eqV(q) V() . qor: @0 (34)
~ Zmdgm PO 2D[ m- 1525}

Jo isthe Bessal function, while off-diagonal matrix ele-
ments determined from Eq. (2.15) are given by

Eomal) = €Y = W (q),
where
Win(d) = Vimm-1m+1(Q)
_ _ €q’V(a) qu
 4md g/ (m+ D)m (3.5)
R

(these off-diagonal terms were obtained in [7, 23]).

Consequently, the energy e = #iw, + Ej o(q) of both

modes is determined by the following Coulomb correc-
tions:

Eio(Q) — Em(q) +2Em+1(q)

2 (3.6)
Em _Em+1 2
ij{ @ (q)} + [Wi(a)]

Figure 1 showsthe results of calculations. It is note-
worthy that the Coulomb energy of both modes is pos-
itive for al values of g. Exactly the same property is
inherent in the corrections calculated in the first order
in the interaction for other spinless excitations [5-7]. It
should be noted that, conversely, the second-order cor-
rection in r is negative in most cases. In particular, for
g = 0, it isthis correction that determines the negative
exchange shift for the spin—cyclotron mode [2m; 1, 1,
g = 00124].

More complex excitations cannot be calculated in
the exciton basis (1.7). In this case, we must extend the
basis and go beyond the scope of the reduced model
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Fig. 1. Dispersion of magnetoplasma modes EI’O(q) and

EI’ o (@) vs. the wavevector plotted in units of 1/Ig. Calcu-

lations are made using formula (3.6) for filling factor v = 3
(m=1). The energy in units of ezlelB is plotted along the
vertical axis.

based on Hamiltonian Hir to obtain the solution. For
example, for an excitation of the type [v = 1; 2, 0, q[}
exciton |02; glexhibits quantum fluctuation to the two-

exciton state ézélq _pSAlglp |0 orthogonal to |02; q0) due
to the presence of Hp = pvllzo(p)iglpgﬂp in

expression (2.16). In this case, we must seek the solu-
tion in an extended basis; i.e.,, we must represent the
state in the form

I1; 2,0, qOI= 9.¢ql00]

1 - ~ (37)
+ —N_ Z ¢20(S)glglq/2—39/glq/2+ leD
¢ s

after which the solution (in the first order inrc) can be
reduced to the following specific mathematical prob-
lem: substitute expression (3.7) into the Schrodinger
eguation,

Hintll; 21 01 qD: Ez,o(q)ll; 2! 0! qD
where
|:|int = |:|o+ |:|1+ |:|01+ |:|02+ |:|62,

and project this equation onto (Ezézq 0O and

leq_péglp [0 This gives a system of two integral

equations for the function ¢,,, which contain the
sought quantity E, (q) as a parameter.
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Analogously, the spin—cyclotron excitationforv =1
can be presented in the form

(3.8)
E ( ) - |

(exciton |01 ; qlis mixed with the combination of sin-
gle-cyclotron magnetoplasmon and a spin wave due to
the presence of terms (2.17) in the Hamiltonian). After
this, the problem for ¢, and E; ;(q) is reduced to solv-
ing two integral equations.

We will not give here the cumbersome numerical
calculation of the energies of states (3.7) and (3.8). We
will consider instead a simple two-exciton excitation
[v=2m+ 1; &n = 0, -0S, = 2, q[Jwhich is not mixed
with any one-exciton excitation.

4. TWO-EXCITON STATES

First, we will consider some genera properties of
two-exciton states. We will discuss only one type of
such excitations, namely, the case when the sublevel
indices in both exciton operators are the same,

14t AT

|ab, q, SD: églabqlz sglabq/2+s|0|:| (41)

(naturally, |ab; g, sCE |ab; q, —sl] This state is orthogo-
nal to any other two-exciton state |a'b’; q', sOonly if
(a, b) £ (a, b") or q' # q. At the sametime, orthogonality
for s# s isdetermined in a special way. Let us consider
the following combination:

Z fab; q, sl (4.2)

In fact, physical meaning can be attached only to the
projection of this state on some other state. Using com-
mutation algebra (2.5), we can find that

S fo5.q; bajab; g, sT=3, £, (4.3)

Here, we define the “antisymmetrization” transforma:
tion in the following way:

F@ = 1D

Zf exp[l(sxs)JD (4.4)

Applying this transformation twice is equivalent to the

singletransformation { f& @ = £ Consequently, if

(a)

we carry out the substitution f, — f;+ g;— g¢~ inthe
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sum (4.3) (gs is an arbitrary function), this will not
affect the result. Thus, function f, is determined ambig-
uously and contribution comes only from its “ antisym-
metric” component f(sa). Analysis shows that such a
property of the envelopefunction fsin representation (4.2)
is the result of commutation relations for the Fermi

operatorsin definition (1.1) (i.e., a consequence of per-
mutation antisymmetry of the electron gas wavefunc-

tion; see [6]). If fs = O ¢ , we can use relation (4.3) to

derive the orthogonality condition for the basis statesin
the form

3, ; bajab; g, Y= 8g, ¢, 00 %
where 8s s, = (8, s + 8., 5)/2 and, accordingly,

=(a) 1
63:350 = Z|:650 st 650‘ s

~R(eplitsx )] + epli(sx9)) |
¢

Normalizability of state (4.2) indicates the finiteness of
sum ) fsff‘) . If we pass from summation to integra-
tion with respect to s and, accordingly, redesignate f, =

_ﬂzf(s) the normalizability is ensured by the finite-
ness of theintegral,

J’dsf *(s)f@(s) < oo. (4.5)

We assume that exciton |ab; qObelongs to simple
excitations for which energy €(q) (1.7) can be calcu-
lated in afirst order in re using the exciton-diagonaliz-

able Hamiltonian Hep . Applying the total Hamiltonian
(seeformulas(2.1) and (2.7)) to state (4.1), wefind that
the energy of this stateis given by

Eq+%+e ——%+Odqu

Consequently, this state corresponds (to within E¢/N,)
to two noninteracting excitons. In particular, if v =
2m+ 1 and a=m, whileb = m, two-exciton state (4.1)
isformed by two noninteracting spin excitons (two spin
waves) with the total energy [gugB| + Ey 1(0/2 — ) +
Eo, 1(a/2 + s). Here, E, ; isthe exchange energy defined
as (see [4-7])

1 .
E, (q) = memm(p){l_expl(pxq)z}
0a(@) = 5
) (4.6)
d
= lep B2y ) exp 320 L, 2] 11~ 3(pei].
which can easily be verified using expression (2.12).
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Let us now calculate the energy of two-exciton
state (4.2) inthecasewhena=mandb= m. Tothefirst
order in interaction, we can confine our analysis to the
reduced Hamiltonian (as in the case of a single spin
exciton); in this case, the Schrédinger equation can be
reduced to

zq)oz, S(S)[I:Im + Hm+ Hunm, 9D mmqr2—sL mmqr2+ ] |00
S

= Ez bz, s(S)Imm; q, sl

(we denoted f(s) = ¢¢p ¢). Let us now project this

eguation onto state (4.1) with ab = mm. Using formu-
las (2.10) and (2.11), commutation relations (2.5), and
identities (2.6), (4.3), and (4.4), we arrive at the integral
equation for function ¢,,

E¢S(S) = { Lqldoa(} @,

where operator £[0o,(9)] is given by

Laldo(s)] = [EOJ%g + SE+ Box %_SE}

*02(9) + [POPVermn(P+8)  (47)

x Ecos[(p xs),] — cos[(IO xq). , (X q)z}%.
0 2 N

Here, E, ; isdefined by formula(4.6). In our case, adis-

tinguishing feature of operator (4.7) isthat

{L g = L1,

consequently, the equations for ¢g°;’ and ¢, (prior to

antisymmetrization) appear identical. Formally, we
could simply solve the equation for ¢,

Edn(s) = o(Bq[q)oz(S)]v

without imposing any constraints on the symmetry of
the solutions.

For unit filling factor, Eq. (4.8) was derived in [25]
using a different approach. This equation describes an
excitation corresponding to 6n = 0 and 8S = &S, = 2.
Obviously, the solutions to this equation include singu-
lar normalized functions (see condition (4.5)), such that

(4.8)

0a(9)|* = C[3(S—%p) + B(s+ o).

These are functions from the continuum, which corre-
spond to apair of free spin waves. The exciton—exciton

(4.9)
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interaction in this case is negligibly weak. Indeed, sub-
stituting expression (4.9) into (4.8) nullifiestheintegral
term in the thermodynamic limit N, —= o so that the
energy becomes

E = Ep1(]a/2+sy|) + Eg 1(|a/2—5y).

It should be noted that the lower edge of such a spin-
exciton band is determined (for a given value of total
momentum g of the pair) by

En(d) = min[E, 1(la/2+8) + Eo 1(la/2 -] .(4.10)

Obviously, we always have E.(q) < E; 1(q); i.e., if we
disregard the Zeeman energy, the formation of such a
pair is thermodynamically more advantageous than the
formation of a single spin wave with the same value
of g. The upper edge of the band is independent of g
and is attained for sy — oo.

The following question is of fundamental impor-
tance: doesaregular solutionto Eq. (4.8), whichisinte-
grablein quadratures and for which theintegral termin
Eqg. (4.7) differs from zero, also exist in addition to
solutions (4.9)? The existence of such a solution would
indicate the existence of a spin biexciton. We can give
an affirmative answer to this question (at least, for unit
filling factor (for m = 0)): a spin biexciton, viz., the
bound state of two spin waves, must exist for al finite
values of g except the point g = 0. This conclusion fol-
lows from analysis of Eq. (4.8) in the limit g — co.

5. DECAY OF A BIEXCITON:
CHARGED SPIN EXCITON (TRION)

We assume that the sought excitation (a spin biexci-
ton) exists. As in the case of a magnetic exciton [4, 5,
7], transition g —= oo indicates its decay. Indeed, for
large values of q, at least one exciton in the two-exciton
state (4.1), (4.2) is characterized by a large mean dis-
tance between the electron and effective hole constitut-
ing it (this quantity for excitonisR = q x e,, where e,
isaunit vector along the z axis; see[4, 7]). At the same
time, if the function f(s) is localized within an interval
sl = 1, state (4.2) obvioudly transforms for q — oo
into the four-particle state corresponding to two nonin-
teracting electrons and two holes. The energy of such a
state is not minimal, but the maximum possible energy
of the four-particle excitation. To determine the state
with the minimal energy (i.e., the ground state in the
case of decay with g —= ), we must seek a function
f(s), which is obvioudly localized within an interval
|s—a/2] = 1. One of the excitons decays into an elec-
tron and a hole, while the other exciton forms a bound
state with one of decay quasiparticles (i.e., it forms a
cooperative Fermi excitation—a charged spin exciton
(trion)). These states are well known in the regime of
the quantum Hall effect (see [15, 26] and the literature
cited therein).
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Let us now turn to Eq. (4.8). It is difficult to find a
correct limit asq — o (namely, with ¢, localized in
the neighborhood of s= q/2) in expression (4.7). We
transform this equation as follows. First, we choose the
direction of q paralel to they axis: q,=0, q, = q. We
retain only the antisymmetric part in Egs. (4.7), (4.8)

(i.e.,, weassumethat ¢, = ff;) ) and apply to it the Fou-
rier transformation in variable s,. Preserving the same
notation s, for the new conjugate variable, we obtain

instead of Eq. (4.8)

Ed(s.s) = %T

< Jondre 255w 2%

S+S, . S+Sy
X B+ == w- =

s, + s +
+UH/V+ ZSV,W— 25%
(5.1)

S, — —
x oLy + ZSY,W+SVZS>E

—[U(a/2+s,w+s,)+U(0/2—s, W+Ss,)]P(W,s)
—[U(a/2+s,W+s,)

+U(q/2—sx,w+sy)]¢(sx,w)§

where

00

P(s.s) = j ds, exp(—i$S) Po(Sw S),

[

U(s:8) = [ds@p(i58)Vamm(ses), 2

E" = E—%Jdememm( p) = E_2Eo,1(°°)-

It follows from the property of antisymmetry (bq, =

@y and parity of d, in each variable that

(s, S) = B(-S, S,)

(5.3)
= P(s,,—s)) = —P(s,, S));

i.e., function @ is even and possesses the Fermi permu-
tation symmetry. Equation (5.1) is special in that the
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unknown function is a function of two variables,
whereas Eq. (5.1) contains a single integral. This sim-
plifies numerical solution of the problem.

Asinthecase of function ¢,, thefunction ® in vari-
able s, is localized in the neighborhood of s, = ¢/2.
Thus, in view of properties (5.3), the neighborhoods of
al four points on the (s,, s) plane, i.e., (0/2, +g/2),
(x0/2, ¢/2) must be important for function . We carry
out the substitution

®(g/2+x,9/2+Yy) = F(X,Y),

where function F is on the order of unity in both vari-
ablesin the vicinity of point x =y = 0. It follows from
properties (5.3) that

O(—g/l2+ X% 09/2+Yy) = F(—X,Y),
®(g/2+x,—q/2+Yy) = F(X,-Y)

and, in addition, F(x, y) = —F(y, X). At the same time,
function F apparently does not exhibit parity in vari-
ables x and y. If we now perform the substitution of
variables

S = aq/l2+x, s, =ql2+y,
it can be seenin view of the above arguments concern-
ing the localization of F that some terms in the inte-

grand become negligibly small for  — . Asaresuilt,
we obtain

E'F(XY)
J'dWE“SN*— w52

XFD(+y+ (5.9

+
52+ w = - Uy w )

X F (=, y) — U (% W+ y) F(% —w) 0
[l

Thus, we have derived the equation for function
F(x, y), which plays the role of the wavefunction of a
2D trion, viz., anew quasiparticle with spin 8S, = -3/2.
(The other quasiparticle emerging as a result of decay
has a spin of —1/2.) The following two circumstances
should be emphasized. First, Eq. (5.4) isalimiting case
for the biexciton eguation (5.1), which is equivalent to
Eq. (4.8); consequently we can state that this equation
describes a biexciton for g > 1. Second, it isimportant
that EqQ. (5.4), aswell as Egs. (4.8) and (5.1), is asymp-
totically exact in the thermodynamic limit; in other
words, in the given approximation, this equation corre-
sponds to an infinitely large number of particles
(Ny = ). In this respect, our solution differs consider-
ably from the approaches used in [15, 26].
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In the special case of unit filling factor (provided
that the gas is perfectly two-dimensional), i.e., for

v=1(m=0),

2 2
_ _€ expL 90
memm - SIBq pD ZD,

the minimal energy (4.10) of two “free” spin excitons
with a total momentum q = oo is E () = Eg 4() =

JT/2 (here and below, we give numerical values of
energy in units of e/elg). In this case, the momentum of
one spin exciton is infinitely large, while the momen-
tum of the other exciton is equal to zero, Energy Eg, =
E' + 2B, 1(») is, as expected, lower than this quantity
by the trion binding energy OE, = E, () —Egz, > 0. In
spite of its apparently simple form, numerical solution
of Eq. (5.4) isacomplicated problem. Indeed, it isbind-
ing energy OEg,, which is much smaller than energy
E' = Ey 1(), that is aphysically significant quantity. In
actual practice, this means that the smallest eigenvalue
E' should be determined with an error not exceeding
10, It should be noted that kernel U can be represented
in an integral form (see Appendix 2) convenient for
computation and tabulation, which can be subsequently
used for substituting into this equation.

Let us solve Eq. (5.4) with the help of expansion in
an orthogonal basis, for which we can take Hermite
polynomialsH; (i =0, 1, 2, ...) with the corresponding
weight function

i k

max?

FOON) = Y S e AR O H(Y)
i=k=0 FR

2 2
X°+
xexp%— zy%’

max

(5.5)

where A, = —-A,. Substituting expansion (5.5) into
Eqg. (5.4) and projecting it subsequently onto basis
functions

1 X2+ 2
ﬁHi'(X)Hk-(Y)eXDE— Zy%
2" ikl

we arrive at a secular equation in E', in which matrix
elements |,  aretriple integrals (if we disregard inte-
gration in the representation for kernel U). Oneintegra-
tion can be carried out analytically; however, the high
accuracy necessary for determining E' requires high
accuracy in evaluating integrals and a large number of
terms in expansion (5.5). The total number of integrals
i, ik to be evaluated isK(K + 1)/2, where K isthe num-
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ber of different (with allowance for substitution x ~—
y) factors Ay in expansion (5.5). Consequently, K =
M(M + 1)/2, where M = 5 = Kna Calculations are
performed up to M = 27. Details are given in Appen-
dix 2. We give here the result for the binding energy:

3Ey, = 0.05444. (5.6)

Our solution contains no information on the charge
of quasiparticlesemerging for g — oo. It followsfrom
symmetry considerations [27] that a quasiparticle with
a spin of —1/2 may turn out to be an electron or a hole
with the same probability; analogously, an excitation
with 8S, = —3/2 may have acharge of +eor —e. Thisfea-
ture of the solution does not at all mean that the ground
state of a biexciton determined for g — o is dege-
nerate. Conditionally speaking, the representation of
states (4.1) and (4.2) determines only the mutual orien-
tation of the momenta of interacting excitons. Wecanin
principle pass from state (4.2) in the conjugate space to
afour-particle wavefunctionin areal 2D space. Thelat-
ter function must be such that itsamplitude for g — o
is the same for both configurations: a hole plus a nega-
tive trion (h + X°) and an electron plus a positive trion
(e+ X).

Trions X* and X~ possess energy E, 1(«) —0E;, and
—OE;,, respectively. Both excitations (X* and X°) corre-
spond to the triplet state of a trion. Indeed, the change
inthetotal spin S of the system is8S= &S, = -1, thisis
also valid when a spin exciton with a nonzero momen-
tum is added both to the electron (transition from the

by [0Cto 9 05q by|OL state) and to the effective hole (tran-

sition a,|00— QZ@Q a,|00). Such acharged triplet exci-
ton corresponds to the bound state determined by us. A
singlet exciton does not form a bound state !

Concluding the section, we note that other methods
also exist for calculating the binding energy of thetrion.
First, we can mention the method of exact diagonaliza-
tion for a finite number of electrons N, = N, + 1 (the
case when N, = 80 is considered, for example, in [15]);
the error of this method is determined by the finiteness
of the value of N,. Second, it is an approach based on
the fact that the given many-particle problem can be
reduced to the quantum-mechanical three-body prob-
lem (for h+ h+ eor h+ e+ €) in the thermodynamic

L In terms of the excitonic representation, a charged singlet exciton
would correspond to the limiting case s = /2 — o of the two-
exciton state (4.1), in which one exciton is a “zero” exciton (i.e.,
its momentum is exactly equal to zero). The zero spin exciton
corresponds to a change in the spin numbers &S, = -1, but 6S= 0.
It is just the rotation of the spin system as a whole about the
direction of the z axis. The zero exciton has zero dipole moment
and does not form a bound state with an electron or ahole.
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Fig. 2. Dependence of excitation energies on the wavevec-
tor. The hatched region of spin-wave pair energy Eg 1(q/2 +

s) + Ep, 1(0/2 —s) corresponds to solutions (4.9), for which
the integral term in Eq. (4.7) vanishes. The lower boundary
of this region is determined by formula (4.10). The solid
curve in this region describes the spin exciton energy
Ep, 1(9) (for ¢ — =, thisenergy is equal to the energy of
the free hole formed at the lower spin sublevel since the
electron energy is zero). The solid curve outside this region
is the spin biexciton energy Ep »(d) (see formula (6.1)),
while the dashed curve describes the predicted behavior of
this energy for g < 1. The energies of an effective hole
(0) and apositive trion (e), as well as the energy of thefor-
mation of a skyrmion—antiskyrmion pair (x), are indicated.
Calculations are performed for the ideal 2D case. The
energy in units of e2/sIB isplotted along the vertical axisand
the reciprocal wavevector in units of |g is plotted along the
horizontal axis.

limitif we disregard the Landau level mixing. However,
the three-body Schrédinger equation with the Coulomb
interaction for each pair of quasiparticles cannot be
written exactly since only its projection onto one level
makes sense. In this case, the limited number of basis
functions of the Landau level determines the methodi-
cal error of the calculation performed in [26]. Neverthe-
less, the results obtained in [26] are very close to our
result (namely, 8E, = 0.0544 [15] and 0.0545 [26].

6. DISCUSSION

The physical meaning of theformation of atrion can
be grasped even from the following simple consider-
ations. If the spin exciton momentum is small (q < 1),
its energy is a quadratic function of the momentum
(Eo,1= q2/2MS_>< , where M isthe spin exciton mass).

At the same time, the field produced by the exciton due
to the dipole moment eq x e, is linear in g; conse-
guently, for an appropriate effective arrangement of the
charges, the total energy might be lower than for a qua-
siparticle with the same charge, but with a spin of —1/2.

Let us discuss again the existence of a biexciton. It
should be emphasized that we are speaking of the state
of the system corresponding to the lowest energy for

JOURNAL OF EXPERIMENTAL AND THEORETICAL PHYSICS Val. 101

preset quantum numbers 8S= &S, = -2, and q. We have
determined this state for q — . Obvioudly, it aso
existsfor finite but large values of g (and, hence, for the
large distance between atrion and aquasiparticlein the
real space). The energy is the sum of the trion energy
and the energy of the remote quasiparticle minus its
binding energy with the trion.

For definiteness, we consider a biexciton formed by
a positively charged exciton X* and electron e for large
values of g. The energy of trion X" is Ej 1(c) — 0Eg),.
The electron energy at infinity is zero. Let us now esti-
mate the binding energy of X* and e. We know the bind-
ing energy of hole h and electron e (dE, 4(q) = Eg 1() —
Eo, 1(0)). At large distances, the power expansion in
R = 1/q holds. Naturaly, in addition to charge, the
trion also possesses a quadrupole moment, but the field
produced by the positive charge playsthe major rolefor
large values of R; i.e., the trion does not differ from a
hole in this respect. Consequently, in the main approx-
imation in 1/g, the binding energy of X* and e is the
same as the binding energy of h and e. In this approxi-
mation, we obtain the following expression for the
biexciton energy:

Eo,2(q) = Eg,1(%) —8Ez, — 0E, 1(q)

(6.1)
= Eq1(q) —0E;, (q>1).

InFig. 2, theexciton energy E; , isplotted asafunc-
tion of the reciproca wavevector (solid curve); the
biexciton energy E; () is aso presented (the solid
curve passing to the dashed curve). For 1/g = 0, this
quantity isequal to thetrion energy E, 1(0) —0Eg,. The
hatched region in the figure corresponds to the band of
free spin exciton pairs. The lower edge E,(q) of this
band is determined by Eqg. (4.10), while the upper edge
is bounded by the straight line 2E, 1(). All states of
this band naturally correspond to the same quantum
numbers dn = 0 and &S = 3S, = —2; consequently, the
Eo, 2(0) curve must pass below E(q). Otherwise(i.e., in
the case of equality E; »(0.) = E(qc) for afinite value
of q.), it would turn out that the lowest state of the sys-
tem for fixed quantum numbers &S, 8S,, and g is degen-
erate, which cannot be explained by symmetry consid-
erations or certain other special factors. At the same
time, for q =0, both energy E,,, and the biexciton energy
Eo, » obviously vanish. In other words, the biexciton
doesnot exist at point g = 0, and function ¢, describing
it is formally reduced to singular form (4.9) with s, =
0.2 It should be noted that point g = 0 is “pricked out”
for the states corresponding to the edge of the spin-

2 Coulomb energy Ep, 2 cannot become negative. Otherwise, it

would turn out that the ferromagnetic ground state [0Cwith filling
factor v = 1 decays since the total spin turns out to be smaller

than its maximal value § = Ny/2.
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exciton band also. Thisis due to the fact that excitation

|00;0, 000 = (1/2)8236092;@0 |00 corresponding to the
Coulomb energy E,(0) = 0 has spin numbers &S, = -2
and 0S= 0, not 3S, = dS= -2 (see [12, 14] and Foot-
note 1 at the end of Section 5).

Wefound that the gap that is associated with the cre-
ation of fermions X* and e (or X~ and h) upon the tran-
sition g — o leading to biexciton dissociation is
smaller than the value of E; () determined by the
decay of aspin exciton. Thegainin energy (5.6) infield
B =10T corresponds approximately to 9 K inthe ultra-
two-dimensional limit. We have disregarded the differ-
ence in the Zeeman energies for excitations with 3S, =
—1 and 3S, = 2. At the sametime, thisenergy (|gusB| =
29K for B=10T) apparently does not compensate the
substantial difference in the Coulomb energies. We can
also consider larger quantum numbers |8S,| analyzing,
for example, a 3-exciton, etc. The numerical calcula-
tions made in [15] show that the Fermi gap for the con-
ventional Lande factor for GaAs (g = —0.44) is deter-
mined by small values of |3S,| ~ 1, and a fermion exci-
tation is realized for v = 1 in the form of the so-called
skyrmiononly asg — 0 (inthiscase, 8S,=— and the

gap is equal to (1/2) ./TV2). Our result for the gap with
0S, = -2 is therefore intermediate between the case of
the decay of aspin exciton into an electron and an effec-
tive hole and the case of formation of a skyrmion—anti-
skyrmion pair.

Let us now consider the activation energy for an
excitation corresponding to the change 8S = &S, = -3.
Obvioudly, for g — oo, such a 3-exciton must also
decay into two Fermi excitations. If these excitations
have spins 8S, = —3/2, the energy of the gap has already
been calculated by us. Taking into account the Zeeman
energy, we can write the gap energy as

3|gugB| + Eg 1(0) — 28Ey,, (6.2)

i.e., the decrease in the gap due to the exchange interac-
tion amounts to 20E5,, = 0.109. The “asymmetric” ver-
sion of dissociation into fermions with 8S, = -1/2 and
0S, = -5/2 leads to a smaller gain in energy. Indeed,
such a decay would be more advantageous in the case
when a quasiparticle with a spin of —5/2 ensures an
energy gain 0k, larger than 20E;,,. However, in accor-
dance with the physical meaning (which is also con-
firmed by calculations [15]), the inequality

6EK+§_6EK+112<6EK+1/2_6EK—1/2
2

must hold for any K (K = 1, dE,;, = 0). For K = oo, the
binding energy isoE,, = 0.25./1/2 = 0.31[28].
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Naturally, the above arguments pertain only to the
approximation linear in parameter r.. Even a second-
order correction (taking into account the fact that this
parameter isnot small in actual practice) may introduce
a substantial correction to the calculated values of the
gaps, which reduce their values. In addition, it should
be borne in mind that the excitation spectrum isin fact
truncated for a finite q due to inevitable presence of a
smooth random potential in the 2D channel (because of
impurities located behind the spacer). Indeed, in the
case of aspin exciton, itsexistenceisdueto thefact that
the force |dE, ;(g)/dq| of interaction between an elec-
tron and an effective hole exceeds the force |[(| deter-
mined by random potential ¢(r) (the characteristic val-
uesof |[gp| ~0.05-0.1 K/nm). Thisconditionisviolated
evenfor q = 4; i.e., the gap turns out to be much smaller
than the value formally determined for ¢ — . One
more correction appears if we take into account the
thickness of the 2D gas in the direction of the z axis.
This correction reduces the excitation energy by
approximately 30%. Thus, the experimental dataon the
fermion gap (which is determined from the activation
energy in the regime of the quantum Hall effect [29])
generally do not contradict the theoretical concepts. If
corrections for disorder, the finiteness of r., and the
finiteness of the gas thickness are taken into account,
the gap turns out to be quite close to the value given by
formula (6.2).
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APPENDIX 1

Let us consider by way of example Egs. (2.12)
and (2.15) in the specific case of filling factor v = 2m+
1 and pairs (ab) = (m-1m) and (a'b’) = (mm + 1).
Using the definitions of operators Ha and Hap (see
Egs. (2.10) and (2.11) as well as the definition of “dis-
placement” operators Aj, BF, €1, ... in terms of oper-
ators (1.1)), commutation relations (2.5), and rules (2.6)
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of action of the operators, we can directly find

[Ha"' Hab, glz\bq] [00= é\/m—lmm—m(Q)
1
+ N_ Z [Vm—lm—lm—lm—l(p) _Vm—lmm—lm(p) (All)
. ~
Vo smm-2(P) eXPLi (P x )] @m_mmm

(we do not mark by the bar the spin index in quantities
V since we aways have Vi, = V =V,

kimn kimp —
Vkimn)'
In the same way, we obtain
~ ~ At
Z [(Hac + Hbc), 9Jabq] |O|:|
01§ V
DN_ Z Z[ m—lncm—l,nc(p) (A12)

At
ancm, nc(p)] |éjhm—lmq |00

(this contribution emerges when m = 2). We substitute
expressions (2.3) and (2.4) for V__ into these formulas
and carry out summation over n. in (A.1.2). For this
purpose, we use the following functional identity for
the generalized Laguerre polynomials:

¥
“ (A.1.3)
_(n 5!1)!Z“+1‘k[|_2+1—k(z)]2§: La(2)Ls+1(2).

Summing expressions (A.1.1) and (A.1.2) and chang-
ing from summation to integration with respect to p, we
obtain quantity €_—_(q) in accordance with
Eqg. (2.12) (see Eq. (3.2) and (3.4)). The other matrix
element €+ 1(0) can be calculated analogously.

As regards Eq. (2.15), the contribution to its left-

hand sidefor the pair (ab) = (m—1m) comesonly from
the following terms appearing in sum (2.14):

z [Vm—lm+ 1mm(q)éi:”lm+ lqémmq
(A.1.49)

+ Vm—1m+ im, m(Q)Qmmqgm+ 1mq] .
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Accordingly, the contribution for the pair (ab’) =
(mm+ 1) is determined by the terms

z [mem—1m+ 1(q)§+m7—1mq§mm+ 1q
(A.1.5)
+ mem+ 1, m—1(q)§l;flmqéimm+ 1Q] .

Using commutation relations (2.5), we find from

Egs. (2.15) that the off-diagona elements %fnmm_f{ﬂ ) =
(mm+ 1) . .
€ . aredetermined by quantity (3.5).

It should be noted that identity (A.1.3) isalso useful
in calculating excitations |2m; 1, 0, gand |2m; 1, 1, qOJ
to smplify the sum over c in Eq. (2.12) only if m> 2
(i.e,v=4).

APPENDIX 2

In Eq. (5.4), we must specify the function of kernel
U. Definition (5.2) of this function implies that

U(x y) = exp 5;5
exp(—Uu’/2 —i|xu)

B AR

in units of €%l (we consider the case when m= 0 and
V(qg) = 217qg). However, this formulais inconvenient for
tabulating the values of U(x, y) since the integra in this
formula converges sowly and the accuracy of cacula
tions is insufficient. We transform expression (A.2.1) as
follows. Taking into account the presence of branching
point u = —ily|, we modify the integration contour. For
[X| < lyl, it consists of segments 4, + 4,, where

(A.2.1)

G, = (egi”2|x| :

—T[/2
4, = (e

3ITU2|X|

—iT1/2

X +0,e7IX +°°)-

If, however, [x| > |y|, integration is carried out over con-
tour 9, + 9, + 94, +9,, where

G, = [e*™2(IX —Iyl) + &' ™yl -
0 |:&,_:‘3ir[/2 + e—inlzlyl _0],
Gs = (e"™ly| +0,€" ™%X +0)

(integration over an infinitely small loop in the vicinity
of u=-ily| makes zero contribution).
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First, we perform the substitution u = —jx| + z in
Eqg. (A.2.1) and integrate over segment §; + 4,. The
corresponding contribution is

2
Ua(x y) = exp 5

u’/2 —i|xu)

JUE+ Y
exp(—Z12)

NI IIXI+Z) +y°

x [ du exp(=

G, +%,

= DX +yD_[ (A.22)

2D

X’\/Rx,y(z)"'z +y _X
Rey(2) ’

where

Rey(2) = JZ+y2—x0) + a2, (A.2.3)

To integrate over contour 9, + 945, we carry out the
substitution

DNzesmfz for 4,

u= |y|e_iTU2 2 _ —it/2
Ow'e for 4,
in Eq. (A.2.1) and obtain the result, which can be writ-
ten in the following form convenient for numerical
calculations:

A exp(—u?/2 —i|xu)
Ua(x,y) = expgdn [ dumm==e
2 @2'[&@3 u®+y?
=2.2exp(-) (A2.4)
JX=T¥
f  ERLW 2+ W (vl — X
ly| +w?/2
Thefinal result is
XY), IX<lyl,
U(X’y)zﬁl( V), X<y 25
(6 Y)+Ux(Xy), X >yl

Formulas (A.2.2)—(A.2.5) makeit possible to create
an array of values of U(x, y) for use in the numerical
solution of Eq. (5.4). All calculations were made with
an accuracy to four decimal places. With increasing
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Fig. 3. Calculated quantity E' (in units of e2/eIB) as afunc-

tion of number M, viz., the main index of Hermite polyno-
mials in representation (5.5). The inset shows the quantity
D(M) = E((M) —E'(M + 1).

maximal index M of the Hermite polynomials used in
expansion (5.5), the sought minimal eigenvalue of
matrix Iy ; decreases (i.e., its absolute value
increases since E' < 0). Figure 3 demonstrates this
dependence. With increasing M, the dependence natu-
rally becomes weaker. The value of jump D(M) =
E'(M) —E'(M + 1) isshown in the inset. It can be seen
that D(M) exhibits a characteristic quasi-periodic
behavior, which makes it possible to extrapolate the
D(M) curve analytically to the range of values of M >
27 and in this way to caculate the value of E'(c).
Extrapolation can be carried out in various ways, which
leads to a certain spread in the results for E'(«). The
spread is found to be within an error of 10-°; conse-

quently, we arrive at the value of E'(c0) = —J/TU2 —
OEg),, Where the value of 8E5, is given in Section 5.
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Abstract—Electron transport in a three-dimensional quantum wireis analyzed by taking into account electron
scattering by asingle point impurity. It is shown that the magnetoconductance plotted versus chemical potential
1 has narrow peaks and closely located peaks separated by a dip when the scattering length is positive and neg-
ative, respectively. The peaks lie near the conductance steps. The thermopower plotted versus i has narrow
peaks and closely located peaks separated by a dip when the scattering length is positive and negative, respec-

tively. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

Since the discovery of conductance quantization in
guantum wires, scattering by impurities in these
nanostructures has been a subject of considerable inter-
est [1-14]. Itwasshown in [1-3, 12, 13] that even asin-
gleimpurity can cause conductance quanti zation break-
down in quantum wires and constrictions (quasi-ballis-
tic transport regime). The breakdown is most
significant in the neighborhoods of conductance steps.
Electron scattering in quantum channels, wires, and con-
strictions has been studied both for extended [15, 16] and
point impurities [1-14, 17-20]. Analyses of resonance
peaks of Breit-Wigner and Fano typesin the conductance
of certain nanostructures were presented in [15, 16].

Magnetic field applied to a nanostructure induces
band hybridization in the electron spectrum and
enhances the lateral confinement of electrons. More-
over, conductance may depend not only on magnetic
field strength, but also on its direction [21]. Note also
that magnetic field may change the characteristics of
conductance steps.

In anumber of papers, it was shown that the conduc-
tance curve may contain both peaks and dips near con-
ductance steps; i.e., the presence of an impurity may
cause both resonant reflection and resonant transmis-
sion.

Thermopower in quantum wires was examined
in[22, 23]. A variety of model potentials have been
proposed to describe geometrical confinement in a
wire. In this paper, we used the symmetric harmonic
potential

U(x,y) = m*wy(xC +y?)/2,

where m* is the effective mass and wy, is the character-
istic frequency of the confinement potential (I, =

JhIm* wy, where |, is the effective wire radius).

The wire Hamiltonian describing the unperturbed
one-electron states in the absence of impuritiesis

(X +Y). )

Ho = 2m*%) AD s

In this paper, we analyze quasi-ballistic transport in
a gquantum wire with symmetric cross section. We
examine scattering by impurities as manifested in such
transport characteristics as magnetoconductance and
magnetothermopower. In this study, we consider only
the case of a magnetic field B parallel to the wire,
because an exact analytical expression for the magneto-
conductance of a quantum wire can be obtained by
using a Dirac-delta model potential in this particular
case.

We use symmetric gauge

for the vector potentia corresponding to B. Hamilto-
nian (1) has awell-known spectrum:

ho,  hQ ?
Ewep = M+ =(2n+[m + 1) + 502, ()

where . is the cyclotron frequency and Q =

Joi+4wd (n=0,1, ..., mOZ).

The solution to the Schrodinger eguation with
Hamiltonian (1) is conveniently written in cylindrical
coordinates:

_ oypiPZEXP(imd)
llJmnp - exp?WRmn(p)l (3)
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where

Ran(P) = Conp ™ expd- plz.% ‘,:”‘E; @

Here, L‘r:“‘ denotes generalized Laguerre polynomials,

| = JA/m*Q, and

_ 1 n!
fm = I 2M 0+ )t ©

According to (3) and (4), the electron density
reaches a maximum on the symmetry axis of the wire
and exponentially toward its periphery. Therefore, only
impurities located near the wire axis can effectively
scatter the electron modes propagating in the wire.
Comparing the values of | and |,, we see that the mag-
netic field squeezes the electron wavefunction in the
plane perpendicular to the magnetic field vector. In
what follows, we analyze the particularly interesting
case when the impurity located on the axis of the wire
and the effects due to scattering are most pronounced.
We consider short-range impurities, which are ade-
quately modeled by Dirac-delta potentials.

2. QUASI-BALLISTIC TRANSPORT
DUE TO SCATTERING BY IMPURITIES

The ballistic regime of conductance in a paralléel
magnetic field was studied in [12]. The contribution to
conductance due to impurity scattering is expressed as

g = y{=2(ImQ)* + (N + 1)[ (N + &) —y(3) ©

+(N+8)1}{(1+YyReQ)* + (yIm)} —,

wherey = a/./21, G, is the conductance quantum, a is
the scattering length (which may be either positive or
negative [24]), Y(X) is the logarithmic derivative of the
Euler gamma function,

_ KO
7 QL]

1
G
NI

is the generalized Riemann zeta function, N is an inte-
ger,and 0 < d < 1. In (6), we use the chemical potential

H=hQ(N+d+1/2).
Expression (6) was derived in [12], where it was shown

that only s waves are scattered (for which the magnetic
quantum number ism = 0).
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It is important for further analysis that y ~ 0.1 for
realistic values of a and [; i.e., the contribution to con-

ductance due to scattering (proportional to y?) is small.

However, the value of G' is not small in a certain
range of .

It follows from the Hermite and shift formulas for
the zeta function [25] that

Reg L 2 B0 = ¢t _¢

2 aQd p
L — 1 (7)
223+ ————.
A/ 6 2A/ e 24,/(2-38)°

Using the shift formulafor the imaginary part of the
zetafunction, we obtain

im¢& 11O

A set o

It follows from (7) and (8) that Re((1/2, 1 — d)
remains finiteasd — 0, while

mil_pwpo
Ml 5700~

Combining expressions (6)—8), we find that
limG'/G, = N—-1.
6-0

When y> 0 (a> 0), the curve of Gi(1) has the shape of
a very narrow peak. Since conductance steps are
observed only at very low temperatures, the thermal
smearing of the peak can be neglected. Thisis demon-
strated by the following estimates. When 6 < 1, expres-
sions (6)—8) yield

G .
G

inasmall neighborhood of the peak. Using the standard
approach, we estimate the therma smearing of the
Fermi—Dirac distribution as

T[2|j(BT|:| 1+ 6oy

G'(w,T)
300l 5y

i =1+
G (K, 0)

with
U =AaQ(N+o,+1/2).
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For T=1K,y~0.1, and , ~ 0.01, the estimated

correctionison theorder of 102 For 1 -3 < 1, expres-
sion (6) yields

G _ AN)(1-3)

Go (1+y*/1-03)"

When y > 0, the correction to conductance due to
impurity is small everywhere outside this neighbor-
hood. When y < 0, G' is not small if 1 + yRel = 0,
because the factors y? in the numerator and denomina-
tor of (6) cancel out. The resonance condition is also
satisfied for small y when & is close to unity.

An analogous estimate yields

———————GI(“’ T) = 1_i|jﬁ3:_r|:|2
G'(, 0) 4 hoU

-1

Y
x 1
(1+y ™ /1=35)"(1-8)*

where d, evaluated from the condition 1 + yRe( =0 is
0.01. Thenumerical estimatefor the correctionisonthe
order of 0.01. InFig. 1b, thetwo conductance peaksare
very closeto one another. However, estimates show that
they are separated by an interval Ap=7kgTat T= 1K,
which ismuch greater than kgT; i.e., the thermal smear-
ing of the peaksissmall.

When N > 1 and y < 0O, there is a narrow antireso-

nance (dip in the curve) on the left of a conductance
step, where the correction is negative since

21m2)*> (N + 1) (N +8) + (3) + = il

G*™ 1
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G/G,

@ I

6+ -

2 | | | | | | |
4 5 6 7 8

U, 10 erg

Fig. 1. Conductance vs. chemica potential for positive
(a) and negative (b) scattering lengths: Q = 1.8 x 1018 571,
B=2T,y=0.1,and T=15K.

The ballistic contribution GP to conductance can be
derived from the results obtained in [21]. For conve-
nience, we henceforth represent it as G? = G™" + G°%,
The monatonic part of conductance is expressed as

2, ke T® 1
3 12

Gmon l
Go Zﬁzo.)g[
The oscillating part of conductanceis

ﬁz(w§+w§)] (10)

cos[ 2mn/A(Q + w,)]

= 2mikgT —1”*1[
Gy TKg nzl( )

A(Q + W) sinh[ 21PNk T/A(Q + w,)] SIN[TTN(Q — @)/ (Q + )]

(11)

N 1 cos[2mn/A(Q — w,)] }
A(Q — ) sinh[21PnKs T/ (Q — w,)] SIN[TIN(Q + w)/(Q —0.)] I

The ratio G°/G™" |s estimated as

G [ TH(Q-w)ksT
Gmon u u

(12)

This result has a consequence important for further
analysis: when Q < p, G/GM" < 1 at temperatures not
higher than 1 K. Figure 1 shows curves of magnetocon-
ductance in the quasi-ballistic regime, with plateaus
corresponding to propagating el ectron modes with m #
0 and peaks at the conductance steps. When y > 0 and
m= 0, thereisasingle peak on theright of astep; when

JOURNAL OF EXPERIMENTAL AND THEORETICAL PHYSICS Vol. 101

y <0, there are two peaks (at a step and on the left of it)
separated by anarrow dip. The curves correspond to the
analytical results presented above. Figure 1la demon-
strates that the plateau width may vary. This result was
explained in [26].

Now, let us consider the thermopower in a quantum
wire. Thermopower Sis expressed in terms of conduc-
tance by the well-known formula[22]

_ kTG (W)

e 61 (13)
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Since G™" > G gnd G' > G°, we have

e KT
3e (14)
y (Gi). . (Gmon). . (Gosc).
Gi +Gmon Gi +Gmon Gi +Gmon '

Using (6), we obtain

(G) _ _, ¥Img(Img) + (1+yRel)(ReQ)'G
Go (1+yReQ)*+(yimg)*  Go

2

y DI Imz)
" TrvRe) s (yimayg meme)

(15)

+ [(N + 1)[¢(N +3)—w(d) + Niéﬂ%

To calculate the derivatives in (15), we use the fact
that both G' and (G')' do not vanish only in small right
neighborhoods of conductance steps (when y > 0) or
only in small left and right neighborhoods of steps
(when y < 0). Therefore, we can set N = const in these
neighborhoods and use derivatives with respect to o
instead of derivatives with respect to p. Using the for-
mula[25]

(0+)

2nd(s,v) = -I(1-9) J' (-1)

—vt
s-1 €

1-¢*

dt, (16)

2Img (1/2,-N-8)Img(3/2,-N-8) - (N+1) § (k+8)7
k=0

MARGULIS, SHOROKHOV

we obtain

(Rety = ¢ 1- = 2t 1-4

(17)
(im2y = 2imzE -N-
for N = const.
Since it holds that
N-1
'(N+93)-y'(d) = - 18
P'(N+3)—-y'(d) 2 (v oy (18)

for derivatives with respect to 8, we can substitute

(N+ D[ W(N+8)-4(3) + 5]

N (19)
1

L (k+3)?

into (15).
Using the formulas for derivatives obtained above,
we find

(G) = (G +(Gy),
where

Gy _ ¢
G, Gy

O yIm{(1/2,—N-8)ImZ(3/2,-N-5) (20

g E[l +yReZ(1/2, 1-8)]% + [yImZ(1/2, 1-8)]?

B [1+y(1/2,1-8)]1(3/2,1-3) J
[1+yRel(1/2,1-38)]%+[yImZ(1/2,1-3)]°O

N

G, [1+yReZ(1/2, 1-8)]2+[yImZ(1/2,—N-5)]°

Here, use is made of the identities
2(3/2,1-38) = § (n-8)"?,
2
{(312-N=3) = } (N+ 5—n)~"2.
n=0
Substituting (20), (21), (10), and (11) into (13), we
obtain an expression for the thermopower (which istoo

JOURNAL OF EXPERIMENTAL AND THEORETICAL PHYSICS Voal. 101

(21)

cumbersometo be written out here). Figure 2 showsthe
thermopower as a function of chemical potential. The
curves demonstrate that the thermopower drops to a
negative value near a conductance peak when y = 0.1
(Fig. 2a). Outside the neighborhoods of the peaks, the
thermopower exhibits a nearly sinusoidal behavior.
However, the thermopower curve obtained for y=-0.1
(Fig. 2b) has two closely located peaks and two dips
near those conductance steps where the contribution of
scattering is substantial. Outside the neighborhoods of
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S, kB/e

0.4

(@)

0.3

4 5 6 7 8
U, 10" 4 erg

Fig. 2. Thermopower vs. chemical potential for positive
(a) and negative (b) scattering lengths: Q = 1.2 x 1013 571,
B=5T,y=0.1, T=0.2K (solid curves) and T=1.5K (dot-
ted curves).

the peaks, the thermopower also exhibits anearly sinu-
soidal behavior.

3. CONCLUSIONS

Electron magnetotransport in three-dimensional
guantum wires in parallel magnetic fields is analyzed.
The contribution of the Dirac-delta potential to the con-
ductance and thermopower as functions of chemical
potential is examined.

It is shown that the shape of the conductance curve
depends on the sign of the scattering length a. When a
is positive, the curve of G() has a peak at a conduc-
tance step. The conductance curve obtained for a < 0
has an analogous peak, but it also has an additional
peak and adip on theleft of the step. Figure 3 compares
the curves of () obtained for ballistic and quasi-bal-
listic transport regimes corresponding to different signs
of the scattering length.

In the limit of w,, wy — O, the cases of a> 0 and
a< 0 correspond to the existence and absence of a
bound state, respectively [24]; i.e., the quantum well
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Fig. 3. Curves of S for ballistic (dotted curves) and quasi-
ballistic (solid curves) transport regimes: Q = 1.2 x 1013 572,
B=5T,y=0.1T=15K (3 ad T = 0.2K (b).

represented by a Dirac-delta potential has a larger
effective depth when a > 0.

It is shown that the thermopower as a function of
chemical potential exhibitsanearly sinusoidal behavior
outside the neighborhoods of the conductance peaks.
Near magnetoconductance peaks, the thermopower
curve has a sharp pesk and a dip when the impurity
scattering length is positive and two closely located
peaks and two dips when the scattering length is nega-
tive. The analytical results of this study are illustrated
by curves of G() and ().
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Abstract—The conductivity and permittivity spectra of the intermediate-valence semiconductor TmSe have

been measured by terahertz and infrared spectroscopy in a frequency range of 10-10* cm™ and a temperature
range of 5-300 K. At low temperatures (5 K < T <100 K), the spectra contain agap A = 2.5 meV, whose appear-
anceis considered to be related to conduction-electron localization at local magnetic moments. At high temper-
atures (100 K < T < 300 K), the dielectric response is specified by two electronic components: “light” conduc-
tion electrons and “heavy” hybridized f—d states. The microscopic parameters of both components, such
as the concentration, mobility, effective mass, relaxation frequency, and the plasma frequency, are determined.

© 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

Despite significant progress in understanding the
physical processes that occur in heavy-fermion and
intermediate-valence compounds[1, 2], thereisno gen-
erally accepted viewpoint regarding the nature of their
ground state. Some recent transport, optical, magnetic,
and thermodynamic experiments indicate a substan-
tially larger variety of their low-temperature properties
as compared to the predictions of the periodic Anderson
model. Therefore, it is necessary to comprehensively
study the interaction mechanisms of conduction elec-
trons with localized magnetic momentsin intermetallic
compounds. One of the most effective methods for
studying such mechanisms is optical spectroscopy,
which can directly probe the dynamic properties of
charge carriers [1]. The terahertz—subterahertz fre-
guency rangeisof particular importance, sinceit corre-
sponds to the energies (of about several millielectron-
volts) characteristic of mass renormalization and the
fermion relaxation frequency. Measurements in this
range, which had not been achieved earlier, have
become possible only recently due to the creation of
BWO spectrometers (BWO is a backward wave oscil-
lator, a coherent terahertz—subterahertz radiation oscil-
lator) [3]. As aresult, researchers can now systemati-
cally study correlation effects in heavy-fermion and
intermediate-valence systems by terahertz BWO spec-
troscopy. Even the first such measurements performed
for typical representatives of these families (SmBg,
UPd,Al;, UPt;) revealed new information on low-tem-
perature excitations and specific features in the density
of states at energies E < 1 meV, which are likely to be

the characteristic features of the ground state for the
materials of these classes [4, 5]. To search for general
dependencesin the low-temperature properties of inter-
mediate-valence compounds, we continued studying
their spectroscopic characteristics. In this work, we
study thulium selenide TmSe.

Unlike other members of thefamily of intermediate-
valence semiconductors, both valence sates of the thu-
liumionin TmSe (Tm?*, Tm®*) are magnetic; the aver-
agethulium valenceis+2.75[2]. At aNéel temperature
Ty = 3.5K, TmSetransformsinto an antiferromagnetic
phase [6]. Because of these two features, TmSe s con-
sidered to exhibit a number of properties that are atyp-
ical of this class of materials: its transport properties
and neutron absorption depend on the magnetic field,
the pressure, and the temperature, and its optical
absorption is complex at E ~ 1 meV. Eventualy, these
specific features should be related to the microscopic
mechanisms of ionic-valence fluctuations and to charge
dynamics, which are being extensively studied. It
should be noted that researchers mainly investigate the
magnetically ordered phase existing at T < Ty. How-
ever, even at higher temperatures (up to room tempera-
ture), some properties of TmSe cannot be explained.
These are the absence of the activation behavior of the
electrical resistivity and the Hall constant, as in the
related Y bB,, and SmBg compounds; complex behavior
of theelectrical resistivity p astemperature decreasesto
35-40 K, below which its behavior is characteristic of
Kondo scattering (p O —ogT); and the behavior of the
dynamic conductivity in theinfrared region, which can-
not be explained in terms of the conductivity mecha

1063-7761/05/10105-0913$26.00 © 2005 Pleiades Publishing, Inc.
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Fig. 1. Frequency dependences of (a) the dynamic conduc-
tivity o, (b) the permittivity €', (c) the relaxation frequency
y, and (d) the effective mass m* /my, for TmSe at varioustem-

peratures. The dashed linesin (a, b) for T = 300 K illustrate
the €'(v) and o(v) dependences processed by the least
squares method using Egs. (1) and (2) of the Drude model
of conduction. The heavy horizontal segments demonstrate
the static conductivities measured at 300, 100, and 5 K
(from top to bottom). The frequency dependences of y and
m*/my, were obtained within the framework of the general-

ized Drude model (seetext). Theinset shows the frequency
dependence of the absorptivity a a T =5 K. The solid and
dashed lines illustrate the results of fitting by the least

sgquares method using the expression a [0 /v —A/h (see
text).

nism that is typical of conductors and is described by
the Drude model.

2. EXPERIMENTAL

We studied high-quality TmSe single crystalsgrown
by the method described in [7]. The crystals were dark
orange and 3 x 4 mm? in size. We measured the fre-
guency dependences of the coefficient R(v) of reflec-
tion from a specially prepared flat polished crystal face
with two spectrometers, namely, Bruker IFS113V
(20cm™ < v < 10* cm™) and a terahertz quasi-optical
BWO spectrometer [3] (10 cm™ < v < 30 cm™). The
spectrarecorded were joined to yield a genera picture,
which was analyzed with the Kramers—Kronig rel ations
to obtain the frequency dependences of the conductiv-
ity (o(v)) and the permittivity (g'(v)). The reflectance
spectra were approximated to a zero frequency using
the Hagen—Rubens relations [8]

R = 1-,/4v/o,,
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where g, is the measured static conductivity. The high-
frequency extrapolations were based on the reflectance
spectrarecorded in [9]. The resistivity p was measured
by the standard four-probe method on a sample in the
form of a parallelepiped 0.15 x 0.04 mm? in cross sec-
tion and several millimeters in length. The contacts
were made of gold conductors fixed to the sample by a
special technique with a silver paste; the contact resis-
tance was less than 10 Q. For comparison with the fre-
guency dependences of the dynamic conductivity, the
resistivity was calculated to give the static conductivity
1/p. All measurements were carried out in the paramag-
netic phase at temperatures of 5-300 K in a zero mag-
netic field.

Figure 1 shows the frequency dependences of the
conductivity and permittivity of TmSe. On the whole,
they are similar to those measured in [2, 9] (note that
the conductivity in [9] is given in terms of s1). At fre-
guenciesv > 100 cm™, €'(v) and o(v) are virtualy tem-
perature-independent and have a shape typical of con-
ductors: at 100 cm™ < v < 1000 cm™, €'(v) and o(Vv)
have no dispersion; at v > 1000 cm2, the conductivity
decreases and the permittivity does not increase (on the
chosen scale). To obtain the characteristics of charge
carriers, we processed these spectra by the least squares
method using the corresponding expressions within the
framework of the Drude model of conduction [8]

a(v) = oy’ (Y’ +v?) 7, )
£'(v) = —200y(Y +v?) 7, @)

where 0, = V3/2y, v, is the plasma frequency, and y is
the carrier relaxation frequency. The values of v, =
39000 cm* (hv, = 4.8 eV) and y = 4800 cm* thus
obtained agree with the data of [9].

At low frequencies (v < 100 cm™), the€'(v) and a(v)
dependences deviate strongly from the simple Drude
curves at both high and low temperatures. Although
these deviations were mentioned in [9], they have not
been studied. It will be low frequencies that we now
direct our attention to when analyzing the dielectric
response of TmSe. At T = 300 K, the conductivity
increases and the permittivity decreases as the fre-
quency decreases below 100 cmrt. This indicates an
additional Drude-type dispersion mechanism operating
at low freguencies; in other words, this evidences that
the dynamic response of TmSe is contributed by an
additional component of mobile charge carriers that
differsfrom the component specifying the properties of
the compound at v > 100 cm. We processed the spec-
traa T = 300 K using a sum of Drude relations (1)
and (2) (Fig. 1, dashed line) to determine the parameters
of this component: y = 70 cm* and v, = 2750 cm™. As
the temperature decreases from 300 to 200 K, the €'(v)
and o(v) spectra are amost unchanged. Upon further
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cooling, the low-frequency hump in the frequency
dependence of the conductivity begins to lose its spec-
tral weight. At T < 50-100 K, a trough forms at its
place; this trough is similar to the trough in the fre-
guency dependence of the conductivity that appears due
to the appearance of an energy gap inthe density of states,
e.g., in semiconductors or superconductors [10, 11] and
other heavy-fermion and intermediate-valence com-
pounds [4, 5]. The nature of this gap feature in the fre-
guency dependence of the conductivity of TmSewill be
discussed below. The permittivity behaves according to
the dynamic conductivity: the gap feature in the fre-
guency dependence of the conductivity (adecreasein o
toward low frequencies) causes a characteristic
increaseine'toabout 4500 at T=5K at frequenciesv =
1020 cmr.

Figure 2 shows the temperature dependence of the
static conductivity of TmSe. A specific feature near the
magnetic phase transition temperature (Ty = 3.5 K) is
clearly visible. Beginning from T = 300 K, g
decreases; at Ty < T < 20-30 K, its behavior is
described by the Kondo dependence [12] o, = (a —
blogT)™ (where a and b are constants), which can be
used to estimate the Kondo temperaturefor TmSe (T =
20-30 K). Note that, asin [9], a T = 200300 K, the
static conductivity is well below the low-frequency
dynamic conductivity; at T < 50 K, this difference
amost disappears.

3. DISCUSSION OF THE RESULTS

The detected features of the low-frequency response
of TmSe can be explained using the schematic diagram
of the density of states shown in Fig. 3[2, 9]. Figure 3
shows a portion of this diagram, namely, the bottom of
the 5d conduction band overlapping with the 4f |evel
of the Tm?* ion of the localized electrons. The hybrid-
ization of the 5d and 4f electrons results in a Kondo
peak (resonance) of width W at the Fermi level Eg, and

this peak includes mixed states of the 4f1*-4f1?5d type.

We believe that the Kondo resonance in the density
of states of TmSe exists even at room temperature.
(Although the resonance is thought to appear only near
Ty [2, 13], itspresence at T > T, was experimentally
observed for a number of heavy-fermion compounds
[2, 14].) This means that, in the vicinity of £W/2 near
the Fermi level, the electronic states of TmSe are
hybridized and have a complex f—d character, whereas,
at higher energies, the degree of hybridization
decreases and electrons mainly have the d character. In
this situation, probing electromagnetic radiation with a
guantum energy of hv < W should be sensitive to the
hybridized f—d electrons, and the response at higher fre-
guencies (hv > W) is determined by the d electrons.
This behavior causes two corresponding Drude compo-
nents in the frequency dependence of the dielectric
response of TmSe at temperatures T = 200-300 K,
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Fig. 2. Temperature dependence of the static conductivity of
TmSe. The temperature Ty corresponds to the magnetic
phase transition. Short dashes show the dependence pro-
cessed by the least squares method using the formula og =

(a- bIogT)‘l, which describes incoherent Kondo scatter-
ing. Long dashesillustrate the dependence processed by the
formulaag O exp(T,/T)~Y4, which describes the conductiv-
ity of disordered systems. The inset shows the temperature
behavior of the resistivity, which exhibits the Mott depen-
dence of p in the temperature range 20-300 K (the dashed
straight line).

Energy

4" £, it

Density of states

Fig. 3. Portion of the schematic diagram of the density of
states for TmSe: the bottom of the conduction band, the 5d-

electron band, and the 413 electronic level coinciding with
the Fermi level. The Kondo resonance width is denoted
asW.

namely, the low-frequency (v < 100 cm™?) and high-fre-
quency (v > 100 c™t) components. Using the€'(v) and
o(v) dependences, we can estimate the width of the
Kondo resonance: W/h = 100 cm, or W = 10 meV.
Then, using the relation W = kT (where kg is the
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Parameters of the mobile d and hybridized f—d electrons for
TmSeat T =200-300 K: the plasma frequency v,,, the relax-

ation frequency vy, the effective mass m*, the concentration
n= vf)m*/4rre2, and the mobility p = e/2rm*y

Vp! yv 3 —3 u1
et | emt | Imo| n, cm cm?V s
delectrons [39000| 4800 | 1.6 |6.8%x10%°| 1.2
f—d electrons | 2750| 70 16 [34x10%| 8

Boltzmann constant), which holds true for intermedi-
ate-valence systems[2, 15], we estimate the resonance
width at alower temperature: W(T = Ty) =2-3meV. In
other words, an increase in the temperature leads to the
broadening of the Kondo resonance, which is consis-
tent with the theoretical calculations of [16].

The effects of hybridization and the corresponding
renormalization of the effective mass and the electron
relaxation frequency are usualy analyzed within the
framework of the so-called generalized Drude model
[1,17]. Thismodel introduces acomplex relaxation fre-

quency
M) = TH(w) —iAw),

which replaces the relaxation frequency in the standard
expression for the complex Drude conductivity:

0* () = 0(w) +i0y(0) = 22T (@) —ie] ™

= ‘%Zpt[fl(w) —iw%(:))}_l.

©)

Here, 0, = w(e — £')/41, wy, = 21V, T isthe relaxation
time, m, isthe carrier massin the conduction band, w =
21y, and € isthe high-frequency permittivity. The quan-
tity A(w) = m*(w)/m, — 1 characterizes the increase in
the effective mass and isrelated to the relaxation time t
by the Kramers—Kronig relations [17]. The relaxation
frequency 1! and the effective mass m* can be
expressed in terms of o and 0,:

a _ w,0(W)
@) ary( o+ 02)’ @
m* (@) _ _ 950,(®)

. 5
m, Amo( o + 03) ©

We used Egs. (4) and (5) to calculate the frequency
dependences of y = (2rtt)~* and m*/m, shownin Fig. 1c.
Asis seen, the renormalization effects are negligible at
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high frequencies and the relaxation frequency is about
4200 cm. This value corresponds to the relaxation of
carriers in the d state and is close to the value (y =
4800 cm™) calculated from the €'(v) and o(v) spectra
with Drude relations (1) and (2). At v < 100 cm™, the
relaxation frequency decreases, which means an
increasein the lifetime of the hybridized f—d states. The
effective mass behaves similarly: at high frequencies
(v > 100 cm™), the response is determined by carriers
inthe d state, for which m* = m, = 1.6m, [9] (where m,
is the free-electron mass), whereas, at v < 100 cm, an
addition of the f states results in an increase in the car-
rier massto n* = 10m, = 16my.

Using the data obtained for the effective mass, we
can calculate the microscopic parameters of the two
components of mobile charges that are responsible for
the high- and low-frequency responses of TmSeat T =
200-300 K, namely, the parameters of the uncorrelated
conduction el ectrons and the heavy hybridized f-d elec-
trons. The results obtained are given in the table.

Let us consider the frequency dependences of the
dielectric spectrum of TmSe at low temperatures. We
assume that the gap feature in the low-temperature con-
ductivity spectra cannot be related to the opening of a
hybridization gap in the density of states, as in the
related intermediate-valence semiconductors (such as
YbB,, or SmBg) [2, 18, 19], due to the following rea-
sons. The Hall constant in TmSe do not demonstrate
activation behavior, and its magnetic susceptibility
does not increase with decreasing temperature. These
factors are two typical signs of the presence of agap in
the density of states [2]. Second, the paramagnetic
TmSe phase contains an odd number of f and d elec-
trons per unit cell; therefore, according to the Luttinger
theorem [13], the hybridization of the mobile d and
localized f electrons cannot cause the formation of an
energy gap in the density of states[20, 21]. A hybrid-
ization gap can appear only during a phase transition
into the antiferromagnetically ordered phase at T = Ty,
when the unit cell of TmSe doubles and acquires an
even number of f and d electrons. Indeed, such a gap
(Dnytr = 1-2meV) isobserved intheinfrared conductiv-
ity spectra [2]. Third, in the case of TmSe, the coher-
ence temperature (below which quasiparticles should
behave like the Fermi liquid and a hybridization gap
should open) isequal to T* = Ay, /5kg = 2-5 K [2, 22],
which iswell below the temperatures at which the low-
frequency gap behavior of the conductivity spectra of
TmSe is observed.

We believe that the decrease in the low-frequency
(v < 100 cm™?) conductivity of TmSe is related to the
appearance of a mobility gap in the spectrum of elec-
tronic states at low temperatures and to the fact that, at
the microscopic level, thisgap is caused by conduction-
electron localization at magnetic moments. A typical
sign of incoherent electron scattering by magnetic
momentsisthe characteristic behavior of the static con-
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ductivity, o, = (a—blogT)? [12], a T < T (Fig. 2).
Thisdecrease in the static conductivity with decreasing
temperature should result in the corresponding suppres-
sion of the low-frequency spectral weight in the con-
ductivity spectrum up to the frequencies corresponding
to the gap energy or the electron binding energy at a
magnetic center, kgTx = 1.7-26 meV (for Tx =
20-30 K). The gap width can also be determined from
the measured dependence of the electromagnetic-radia-
tion absorptivity, a = 41k/A (where k is the extinction
coefficient and A isthe radiation wavelength), shown in
the inset to Fig. 1 for T = 5 K. The smooth solid line
demonstrates the spectrum processed by the least
squares method using an expression for a at the edge of
fundamental absorption in semiconductors caused by

an energy gap A (o O /=A/h [10]). The best fit is
obtained at A = 2.5 meV, which agrees with the estimate
calculated above. The dashed linein theinset showsthe
calculation result for A = 0, and it again evidences the
presence of afinite energy gap. Nonzero absorption at
frequencies below A/h = 20 cm™ is related to nonzero
conductivity at v < 100 cm ™.

Note that the specific features of the dielectric
response detected in thiswork in TmSe can aso be typ-
ical of other intermediate-valence and heavy-fermion
compounds. As the temperature of such materias
decreases, first (at T = Ty), incoherent electron scatter-
ing by magnetic moments appears, which resultsin the
Kondo behavior of the resistivity (p L -ogT). In addi-
tion, this scattering should cause a mobility gap in the
absorption spectrum (in the frequency dependence of
the dynamic conductivity). The gap width is deter-
mined by the electron binding energy at a magnetic
center. Upon a further decrease in the temperature and
atransition into the coherent state at T < T*, spin scat-
tering becomes coherent and the mobility gap becomes
areal hybridization gap. According to the reasons given
above, such a gap in the case of TmSe appears only in
the magnetically ordered phase below Ty = 3.5 K,
which is found to be virtually coincident with the
coherence temperature (T* = 2-5 K).

Finally, we consider the temperature behavior of the
dynamic and static conductivities and the resistivity of
TmSe at temperatures T > Ty . Asis seen from Fig. 2,
the static conductivity and resistivity in this range are
well described by Mott's relation o,(T) O exp(Ty/T)V4
(or p(T) O exp(Ty/T)Y4) (Fig. 2, inset), which is charac-
teristic of disordered three-dimensional systems [23].
At adimensionality n, thisrelation iswritten as

p(T) O exp(T/T)V Y,

where T, is a constant. According to [23-25], the low-
frequency conductivity of such systems increases with
the frequency as a(v) O v (s ~ 1), which also agrees
with our observations for TmSe: a T > 50 K, the
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dynamic conductivity at v = 10 cm? is significantly
higher than the static conductivity. These two specific
features of the temperature—frequency behavior of the
conductivity of TmSe indicate that the localization or
disordering effects can influence the transport proper-
ties of thiscompound at 50 K < T <300 K. It should be
noted, however, that the realization of the Mott mecha
nism of conduction at such high temperatures seemsto
be unlikely and that the nature of electron transport in
TmSeat T =50-300 K requires further investigation.

4. CONCLUSIONS

We measured the frequency dependences of the con-
ductivity and permittivity of the intermediate-valence
semiconductor TmSe using quasi-optical BWO and
infrared Fourier spectroscopies in the frequency range
10-10* cm and the temperaturerange 5-300 K. At T =
200-300 K, the spectra are determined by two sub-
systems of free carriers: light (m* = 1.6m,) conduction
electrons and heavy (m* = 16m,) electronic states
appearing due to the hybridization of the mobile d and
localized f electrons. The microscopic parameters of
both components, such as the concentration, mobility,
relaxation frequency, and the plasma frequency, were
determined. At T =5 K, agap was found in the dielec-
tric spectra. We showed that its nature could not be
caused by coherence effects in electron scattering by
magnetic moments, as in the related intermediate-
valence compounds (such asYbB,, or SmBg). This gap
is assumed to be associated with conduction-electron
localization at magnetic moments, and it is assumed to
be a mobility gap.
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Abstract—Based on the previously suggested model of nanoscale dislocation-induced Josephson junctions
and their arrays, we study the magnetic-field-induced electric polarization effects in intrinsicaly granular
superconductors. In addition to the new phenomenon of chemomagnetoel ectricity, the model also predictsafew
other interesting effects, including charge analogs of Meissner paramagnetism (at low fields) and a “fishtail”
anomaly (at high fields). The conditions under which these effects can be experimentally measured in nonsto-
ichiometric high-T, superconductors are discussed. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

Both granular superconductors and artificially pre-
pared arrays of Josephson junctions (JJAsS) proved use-
ful in studying the numerous quantum (charging)
effects, including blockade of Cooper pair tunneling
[1], Bloch oscillations [ 2], propagation of quantum bal -
listic vortices [3], spin-tunneling related effects with
specialy designed SFS-type junctions [4, 5], novel
Coulomb effectsin SINIS-type nanoscale junctions[6],
and recently observed geometric quantization phenom-
ena[7] (see e.g., [8] for arecent review on charge and
spin effects in mesoscopic two-dimensional Josephson
junctions).

More recently, it was realized that JJAs can also be
used as quantum channelsto transfer quantum informa-
tion between distant sites [9-11] through the imple-
mentation of the so-called superconducting qubits,
which involve both charge and phase degrees of free-
dom (see, e.g., [12] for areview on quantum-state engi-
neering with Josephson-junction devices).

At the same time, imaging of the granular structure
in underdoped Bi,Sr,CaCu,Og . 5 Crystals[13] revealed
an apparent charge segregation of its electronic struc-
ture into superconducting domains (on the order of a
few nanometers) located in an electronically distinct
background. In particular, it was found that, at low lev-
els of hole doping (d < 0.2), the holes become concen-
trated at certain hole-rich domains. Tunneling between
such domains leads to intrinsic granular superconduc-
tivity in high-T, superconductors (HTS). As was shown
earlier [14], granular superconductivity-based phenom-
ena can shed some light on the origin and evolution of

T The text was submitted by the author in English.

the so-called paramagnetic Meissner effect (PME),
which manifestsitself in both high-T, and conventional
superconductors[15, 16].

In this paper, within a previously suggested [14]
model of JJAs created by a regular two-dimensional
network of twin-boundary dislocations with strain
fields acting as an insulating barrier between hole-rich
domains in underdoped crystals, we address another
class of interesting phenomenathat are actually dua to
the chemomagnetic effects described in [14]. Specifi-
cally, we discuss the possible existence of a nonzero
electric polarization P(B, &) (chemomagnetoelectric
effect) and the related change of the charge balance in
an intrinsically granular nonstoichiometric material
under the influence of an applied magneticfield. In par-
ticular, we predict an anomalous low-field magnetic
behavior of the effective junction charge Q(B, 8) and
concomitant magnetocapacitance C(B, ) in the para-
magnetic Meissner phase and a charge analog of a
“fishtail-like” anomaly at high magnetic fields.

2. MODEL

We recall that the regular two-dimensional disloca-
tion networks of oxygen-depleted regions with the size
d, of a few Burgers vectors, observed in HTS single
crystals[13, 17-20], can provide aquite realistic possi-
bility for the existence of atwo-dimensiona Josephson
network within the CuO plane [21, 22]. In this regard,
it is aso important to mention the pioneering works by
Khaikin and Khlyustikov [23-25] on twinning-induced
superconductivity in dislocated crystals.

At the same time, in underdoped crystals, thereisa
realistic possibility to facilitate oxygen transport viathe
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so-called osmotic mechanism [14, 19, 20, 26], which
relates the local value of the chemical potential

H(x) = p(0) + i X

with the local concentration of point defects as
c(x) = exp(-u(x)/kgT),

and allows explicit incorporation of the oxygen defi-
ciency parameter & into our model by relating it to the
EXCess oxygen concentration of vacancies ¢, = ¢(0) as

o0=1-c¢,.

Assuming the relation between the variation of
mechanical and chemical properties of planar defects,

H(X) = KQgue(X),
where
€(x) = eoexp(—{x|/do)

is the screened strain field produced by tetragonal
regions in a d-wave orthorhombic YBCO crystal, Q,is
an effective atomic volume of the vacancy, and K isthe
bulk elastic modulus, we can study the properties of
twin-boundary induced JJs under the intrinsic chemical
pressure [ (created by the variation of the oxygen
doping parameter 8). More specifically, a single SIS
type junction (comprising a Josephson network) is
formed around the twin-boundary dueto alocal depres-
sion of the superconducting order parameter A(x) O
€(X) over distance d,, thus producing a weak link with
the Josephson coupling

J(8) = €(x)Jo = Jo(d) exp(—x|/do),
where
Jo(0) = €do = (K,/KQp)Jo

(here, Jy O AYR,, with R, being the resistance of the
junction). We note that, in accordance with observa
tions, for a stoichiometric situation (when & = 0), the
Josephson coupling J(8) = 0 and the system loses its
explicitly granular signature.

To describe the influence of chemomagnetic effects
on the charge balance of anintrinsically granular super-
conductor, we use the model of two-dimensional over-
damped Josephson junction array based on the well-
known Hamiltonian

N N
- _ _ 99
¥ = ZJ”(l coscgj)+zzcij. @)
i, ] ]
We introduce a short-range (nearest neighbor) interac-
tion between N junctions (which are formed around
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oxygen-rich superconducting areas with phases @),
arranged in atwo-dimensional lattice with coordinates
X; = (X, ¥). The areas are separated by oxygen-poor
insulating boundaries (created by twin-boundary strain
fields €(x;)), producing a short-range Josephson cou-

pling
Jij = Jo(0) exp(—x;;|/d).

Thus, typically for granular superconductors, the
Josephson energy of the array varies exponentially with
the distance x;; = x; — x; between neighboring junctions
(with d being the average junction size). As usual, the
second term in the right-hand side of Eq. (1) accounts
for Coulomb effects, where g, = —2en; is the junction
charge, with n, being the pair number operator. Natu-
rally, thesamestrain fieldse(x;;) are al'so responsible for
dielectric properties of oxygen-depleted regionsviathe
O-dependent capacitance tensor

Cij(d) = Cle(xi]-
If, in addition to the chemical pressure
[ (x) = KQye(x),
the network of superconducting grains is under the

influence of an applied frustrating magnetic field B, the
total phase difference through the contact is given by

| Ot
ﬁ 1

w
@ = O + g 0 Ony) (B + @

where @ istheinitial phase difference (see below),

n e ﬁ X - Xi+Xj
R A
and
w = 2\ (T) +1,

with A being the London penetration depth of the
superconducting area and |, the insulator thickness
(which, within the scenario discussed here, is simply
equal to the twin-boundary thickness [26]).

As usual, to safely neglect the influence of the self-
field effects in a real material, the corresponding
Josephson penetration length

D,
2TT g j W

A

must be larger than the junction size d. Here, j. is the
critical current density of the superconducting (hole-
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rich) area. Aswe see below, this condition israther well
satisfied for HTS single crystals.

3. CHEMOMAGNETOELECTRICITY

In what follows, we are interested in the behavior of
the magnetic-field-induced electric polarization
(chemomagnetoelectricity) in chemicaly induced
granular superconductivity described by a two-dimen-
sional JJA. We recall that a conventional (zero-field)
pair polarization operator within the model under dis-
cussion isgiven by [27, 28]

p= ZQiXi- (©)

In view of Egs. (1)—(3) and the usual “phase-number”
commutation relation

[@, ] = igy,

it can be shown that the evolution of the pair polariza-
tion operator is determined by the equation of motion

- 21,90 = 255 gsng 0%, @

i

t

Solving this equation, we obtain the net value of the
magnetic-field-induced longitudinal electric polariza-
tion

P(6, B) = [, (1)

(along the x axis) and the corresponding effective junc-
tion charge

26y |
Q(3,B) = —=(dt[dt'

htd

af*] ©)
2

dox .
x-r?smcp(x, t")xexp(—{x|/d),

where S = 2md? is the properly defined normalization
area, T is the characteristic time (see Discussion), and
we made the usual substitution

% 3 AD) —= éIdZXA(x, t)
0]

valid in the long-wavel ength approximation [28].

To capture the very essence of the superconducting
anal og of the chemomagnetoel ectric effect, we assume
for simplicity in what follows that a stoichiometric
sample (with & = 0) does not have any spontaneous
polarization at zero magnetic field, that is, P(0, 0) = 0.
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Fig. 1. The effective junction charge Q(8, B)/Q(d., O)
(chemomagnetoel ectric effect) as a function of the applied
magnetic field B/By, according to Eq. (6), for different val-

ues of the oxygen deficiency parameter: & = 0 (solid line),
6 =0.1 (dashed line), and & = 0.2 (dotted line).

According to Eq. (5), this condition implies that (p?,— =
2rm for the initial phase difference with m = 0, 1,
12, ...

Choosing the applied magnetic field along the c axis
(and normal to the CuO plane), that is, B = (0, 0, B), we
finally obtain

2b +b(1-b?)

Q(5,B) = Qu(8)-22 =2 )
(1+b)(1+Db)

(6)

for the magnetic field behavior of the effective junction
charge in chemically induced granular superconduc-
tors. Here,

Qu(8) = etdy(d)/h
with Jy(3) defined earlier,
b =B/B, b=b-b,
and
b, = B,/By= (kgT1/%)J,
where
Bu(3) = (K, 1/A)B,
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(3, 0)/Q(3,, 0)
1.0 T T T T

Fig. 2. Chemicaly induced effective junction charge
Q(d, 0)/Q(d, 0) in zero applied magnetic field (true chemo-
electric effect).

C(3, B)/IC(3,, 0)
1.0 . . .

0=0
0.8 7

0.6 0.1 .

. .
. .
. .
. .
O 4 ! ¥ 7
. . \
. .

% 0.2
0.2 .

-0.2

0.4 : : :

B/B,

Fig. 3. The effective flux capacitance C(d, B)/C(d,, 0) as a
function of the applied magnetic field B/By, according to

Eq. (7), for different values of the oxygen deficiency param-
eter: 6 = 0 (solid line), & = 0.1 (dashed line), and & = 0.2
(dotted line).

is the chemically induced contribution (which disap-
pearsin optimally doped systemswith & = 0) and

B, = ®,/wd

is the characteristic Josephson field.

Figure 1 shows changes in the initial (stoichiomet-
ric) effective junction charge Q (solid line) with oxygen
deficiency 6. We note a sigh change of Q (dotted and
dashed lines) driven by nonzero values of 6 at low mag-
netic fields (a charge analog of a chemically induced
PME). According to Eq. (6), the effective charge
changes its sign as soon as the chemomagnetic contri-
bution B,,(3) exceeds the applied magnetic field B (see
Discussion).

At the same time, Fig. 2 presents a true chemoel ec-
tric effect with the concentration (deficiency) induced
effective junction charge Q(5, 0) in zero magnetic field.
We note that Q(, 0) exhibits a maximum around &, =
0.2 (in agreement with the classical percolative behav-
ior observed in nonstoichiometric Y Ba,Cu;0; _5 sam-
ples [17]).

It is also of interest to consider the magnetic field
behavior of the concomitant effective flux capacitance

tdQ(9, B)

¢ do ’

which, in view of Eq. (6), is given by

1-3bb-3b°+bb’
(1+b%)(1+b)’°

C(3, B) = Cy(d) (7)

where
® =SB, Cy(d) = 1Qu(d)/®,.

Figure 3 depicts the behavior of the effective flux
capacitance C(9, B) in an applied magnetic field for dif-
ferent values of the oxygen deficiency parameter: 6= 0
(solid line), & = 0.1 (dashed line), and & = 0.2 (dotted
line). We note a decrease of the magnetocapacitance
amplitude and its peak shifting with increase of o and a
sign change at low magnetic fields, which is another
manifestation of the charge analog of a chemically
induced PME (cf. Fig. 1).

4. CHARGE ANALOG
OF THE “FISHTAIL” ANOMALY

So far, we neglected a possible field dependence of
the chemical potential 1, of oxygen vacancies. We
recall, however, that, in sufficiently high applied mag-
netic fields B, the field-induced change of the chemical
potential

AHV(B) = uv(B) _UV(O)
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0(3(B), B)/Q(3,, 0)
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Fig. 4. A fishtail-like behavior of the effective charge
Q(3(B), B)/Q(d, 0) inthe applied magnetic field B/Bg in the
presence of a magnetoconcentration effect (with field-
induced oxygen vacancies 8(B)) for three values of thefield-
free deficiency parameter: &(0) = O (solid line), 5(0) = 0.1
(dashed line), and &(0) = 0.2 (dotted line).

becomes tangible and should be taken into account [14,
29, 30]. Asaresult, we obtain asuperconducting analog
of the so-called magnetoconcentration effect [14] with
field-induced creation of oxygen vacancies

¢,(B) = c,(0)exp(-Au, (B)/kgT),

which, in turn, leads to a fishtail-like behavior of the
high-field chemomagnetization (see [14] for more
details).

Figure 4 shows the field behavior of the effective
junction charge in the presence of the above-mentioned
magnetoconcentration effect. As is clearly seen,
Q(3(B), B) exhibitsafishtail-like anomaly typical of the
previously discussed [14] chemomagnetization in
underdoped crystals with intragrain granularity (for
symmetry and better visual effect, we also plotted
—Q(d(B), B) in the same figure). This more complex
structure of the effective charge appears when the
applied magnetic field B matches the intrinsic chemo-
magnetic field B (8(B)) (which now aso depends on B
via the magnetoconcentration effect). We note that the
fishtail structure of Q(d(B), B) manifests itself even at
zero values of the field-free deficiency parameter &(0)
(solid line in Fig. 4), thus confirming the field-induced
nature of intrinsic granularity [13, 17—20]. Likewise,
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0&(B), B)IQ(®,, 0)
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Fig. 5. The behavior of the effective flux capacitance
C(d(B), B)/C(8, 0) in the applied magnetic field B/Byin the
presence of a magnetoconcentration effect for three values
of the field-free deficiency parameter: (0) = O (solid line),
4(0) = 0.1 (dashed line), and 6(0) = 0.2 (dotted line).

Fig. 5 depicts the evolution of the effective flux capac-
itance C(&(B), B) in the applied magnetic field B/B, in
the presence of a magnetoconcentration effect (cf.
Fig. 3).

5. DISCUSSION

Thus, the present model predicts the appearance of
two interrel ated phenomena (dual to the previoudy dis-
cussed behavior of chemomagnetism [14]), a charge
analog of Meissner paramagnetism at low fields and a
charge analog of the fishtail anomaly at high fields. To
see whether these effects can be actually observed in a
real material, we estimate the order of magnitude of the
main model parameters.

Using thevaluesA (0) =150 nm, d=10nm, and j. =
10 A/m? typical [17, 19] of HTS single crystals, we
estimate the characteristic field as B, = 0.5 T and the
chemomagnetic field as B(d) = 0.5B,. Therefore, the
predicted charge analog of PME should be observable
for applied magnetic fields B < 0.25 T. We note that, for
the above set of parameters, the Josephson length is on
the order of A; = 1 um, which means that the small-
junction approximation assumed in this paper is valid
and the “self-field” effects can be safely neglected.
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Furthermore, the characteristic frequencies w = 1
needed to probe the effects suggested here arerelated to
the processes governed by tunneling relaxation times
T = filJy(0). Because the deficiency parameter & = 0.1
for oxygen, the chemically induced zero-temperature
Josephson energy in nonstoichiometric YBCO single
crystals is on the order of Jy(0) = kgTcd = 1 meV, we
obtain the required frequencies w = 10'% Hz and the
estimates of the effective junction charge Q= e=1.6 x
1071° C and flux capacitance C, = 1078 F. We note that
the above estimates fall into the range of parameters
usedintypical experimentsfor studying single-electron
tunneling effectsbothin JJsand JJAs|[1, 2, 12, 31], thus
suggesting quite an optimistic possibility of observing
the predicted field-induced effects experimentally in
nonstoichiometric superconductors with pronounced
networks of planar defects or in artificially prepared
JJAs. (It is worth mentioning that a somewhat similar
behavior of the magnetic-field-induced charge and
related flux capacitance has been observed in 2D elec-
tron systems[32].)

Finaly, it can be easily verified that, in view of
Egs. (1)—(5), the field-induced Coulomb energy of the
oxygen-depleted region within our model is given by

N 2
_ g9;\ _ Q(5,B)
Ec(d, B)‘< 2 2ci]j> ~ 2¢(5, B) ®

with Q(d, B) and C(d, B) defined by Egs. (6) and (7).

A thorough analysis of the above expression reveals
that, in the PME state (when B < B,), the chemically
induced granular superconductor is aways in the so-
called Coulomb blockade regime (with E¢ > Jy), while,
inthe fishtail state (for B > B,), the energy balance tips
in favor of tunneling (with E. < Jp). In particular,

Ec(3,B=0.1B,) = gJo(é)
and
I
Ec(8,B=B,) = 53o(8).

It would be also interesting to verify this phenomenon
of field-induced weakening of the Coulomb blockade
experimentally.

6. CONCLUSIONS

In conclusion, within a realistic model of two-
dimensional Josephson junction arrays created by a
two-dimensional network of twin boundary disloca
tions (with strain fields acting as an insulating barrier
between hole-rich domains in underdoped crystals), a
few novel electric polarization related effects expected
to occur in an intrinsicaly granular material under
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applied magnetic fields were predicted, including a
phenomenon of chemomagnetoelectricity, an anoma:
lous low-field magnetic behavior of the effective junc-
tion charge (and flux capacitance) in the paramagnetic
Meissner phase, and a charge analog of a fishtail-like
anomaly at high magnetic fields, aswell asfield-depen-
dent weakening of the chemically induced Coulomb
blockade. The experimental conditions needed to
observe the effects predicted here in nonstoichiometric
high-T. superconductors were discussed.
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Abstract—A third-order nonlinear envelope equation is derived for surface waves in finite-depth water by
assuming small wave steepness, narrow-band spectrum, and small depth as compared to the modulation length.
A generalized Dysthe equation is derived for wavesin relatively deep water. In the shallow-water limit, one of
the nonlinear dispersive terms vanishes. This limit case is compared with the envelope equation for waves
described by the Korteweg—de Vries equation. The critical regime of vanishing nonlinearity in the classical
nonlinear Schrédinger equation for water waves (when kh = 1.363) is analyzed. It is shown that the modula-
tional instability threshold shifts toward the shallow-water (long-wavel ength) limit with increasing wave inten-

sity. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

Theclassical nonlinear Schrodinger (NLS) equation
was originally derived in nonlinear optics[1, 2] and sub-
sequently applied to various problemsin physics[3]. For
water waves, it was derived in [4-6]. The dynamics
described by the equation for water waves can be qual-
itatively different, depending on the relative values of
coefficients, which are functions of water depth. As
applied to waves in relatively deep water (kh > 1.363,
where k is the carrier wavenumber and h is the unper-
turbed water depth), the equation describes the nonlin-
ear modulational instability discoveredin[7] and subse-
quently observed in experiments. In the opposite limit,
the modulated wavetrain is stable. For three-dimensional
water waves described by modified NL S equations, the
structure of the modulational instability domain in the
parameter space is more complicated [8, 9].

The NLS equation is auniquely versatile integrable
nonlinear partial differential equation. In many cases,
its analysis can be simplified by invoking the theory of
its soliton solutions. However, its applicability is
restricted in terms of nonlinearity magnitude and spec-
tral width. These disadvantages are frequently elimi-
nated by adding higher order nonlinear and dispersive
terms. Models of thiskind are currently used to describe
short pulse propagation in optical fiber links [10]. The
Dysthe equation originally derived in [11] and its sub-
sequent modifications are most widely employed to
describe ocean wave propagation. Related equations
(for different physical variables) were presented in dif-
ferent formsin various papers. Frequently, coefficients
in these equations were mutually inconsistent. Most of
these equations were derived for waves in infinitely
deep water. Recently, a closed second-order nonlinear

Schrddinger equation was derived for the displacement
envelope [12]:

A 0
5%,[ +Va§% sBl +sal|A| A
a°A 0A QA @
+ie BZ— +ig 0(21|A|2 e ?0,,A>=— = 0,
ax aX

where ¢ isasmall parameter. Equation (1) isreduced to
the classical NLS equation by dropping the terms of
order €2. In the limit of infinitely deep water, the coef-
ficientsin (1) obtained in [12] are equal to thosein the
equations used by Dysthe and Trulsen with coworkers
intheir recent publications (e.g., see[13]). Equation (1)
arises in other applications as well. A review of papers
focused on generalized NLS equations can be found
in[12].

Modulational instability is an important property of
NL S-type equations. The modulational instability van-
ishes as the depth decreases below the critical value
corresponding to kh = 1.363, because the nonlinear
coefficient o, changes sign. Since the cubic nonlinear-
ity is anomalously weak in the critical region, quintic
nonlinearity must be taken into account to ensure cor-
rect description of nonlinear effects. For equations
derived by the conventional asymptotic method, this
requirement is dictated by a change in the relative val-
ues of the small nonlinearity and dispersion parameters.
In particular, this approach was used in [14, 15]. Origi-
nally, the nonlinear equation for kh = 1.363 was derived
in[14], where the coefficients corresponding to the crit-
ical region were given and the modulational instability
domain was analyzed. In [15], an alternative derivation

1063-7761/05/10105-0926$26.00 © 2005 Pleiades Publishing, Inc.
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of the equation (written in somewhat different form)
was presented:

A 0 d°A
Jas va’jg B0+ e A%
; 2
+|50(21|A| +| O(ZZAZ;‘ +e04AA =0

with a; = O(e”z) and coefficients expressed as func-
tions of depth. In addition to the higher order nonlinear
term, Eq. (2) contains nonlinear dispersiveterms. It was
noted that the coefficients in the new equation were
inconsistent with those in [14], and different conclu-
sions were made about the instability domain.

Equations (1) and (2) contain similar nonlinear dis-
persive terms. However, different coefficients of these
terms were obtained in [12, 14, 15]; in particular, they
increase indefinitely as kh — oo [15]. Equation (2)
was derived from a generalized Korteweg—de Vries
(KdV) equation in [16], where an analysis of modula-
tional instability was also presented. Vanishing nonlin-
earity can be associated with new effectsin dynamics of
large-amplitude waves (e.g., see[17, 18]).

In this paper, the conventional asymptotic expansion
schemeis used to derive an equation describing weakly
nonlinear, weakly modul ated finite-depth water waves.
The equation is the generalization of (1) taking into
account the next-order nonlinear terms. In the shallow-
water limit, the generalized NL S equation derived here
is compared with the envelope equation for waves
based on the Korteweg—de Vries equation. It is shown
that the nonlinear dispersion coefficients in the derived
equation increase indefinitely (to the asymptotic order
taken into account) as kh — oo, A next-order general-
ization of the Dysthe equation is obtained for deep-
water waves, with finite coefficients. In the special case
of kh — 1.363, the generalized NL S equation has the
form of (2). An analysis of modulational instability
using the calculated coefficientsis presented.

2. STATEMENT OF THE PROBLEM

The classical statement of the problemis considered
(e.g., see [12, 19]). Since the calculations required to
derive the coefficients in the envelope equation present
a formidable task, the Maple symbolic computation
package was employed. Here, the procedure is pre-
sented in a form suitable for algorithmic implementa-
tion. Consider weakly nonlinear waves on the surface
of an incompressible inviscid fluid in the presence of
gravity. The system of eguations consists of two bound-
ary conditions on the fluid surface,

¢z = nt+¢xnm zZ= n’ (3)

dron+3(e+0D) =0, z=n, (4
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and the Laplace equation for the “bulk” water motion
supplemented with the bottom impermeability con-
dition,

Ap =0, -h<z<n, 5)
09 _ _
Fri 0, z=-h. (6)

Here, z and x are the vertical and horizontal coordi-
nates, respectively; n(x, t) is the surface displacement;
and ¢(x, z t) is the velocity potential (v = [§ ). The
assumption of potential flow is frequently used in anal-
yses of surface waves. For weakly modulated waves
(with narrow-band spectrum), the solution can be rep-
resented as a superposition of harmonics:

Qo znH _ 5ZD¢ (%215
Dn(xzt)D Dr]n(xzt)D

(7)
n_ O, n=0,

~ Hu2)exp(inwt—inkx), n#0,

where w and k denote the frequency and wavevector of
the fundamental harmonic (carrier wave). Small-ampli-
tude approximation is introduced by assuming that
0 < 1lin (7). Toensurethat ¢(x, z t) and n(x, t) arereal-
valued functions, the following conditions must hold:

*

¢, =05, N =n5.
Since the surface displacement is small, the condi-
tionson the boundary z=n(x, t) can be set for z= 0 after
the functions of depth are represented by Taylor series
expansions. Then, system (3), (4) is rewritten as

“nla)"t 10},
yLl&2 . +nzn % 2=0, @®
j=0 J
injazq)t Z z %
=0 ©)
1Doo nja]+l¢|:|2
+z0y ——1 =0, z=0.
2 IO

=0

Weak dispersion, i.e., slow variation of the envelope
as compared to the carrier wavelength, is taken into
account by introducing a slow coordinate x;

0 0 ,,9

ax " ox, Ha—xl, <1, (10)
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and slow timest;,

09 0,0, 20
ot Jt, ot ot,
3 3 (11)
3 4
+sat3+eat4+ , €<1.

The solution is represented as a series expansion in
powers of €:

O¢ O .0 H

Dq)nD - Z 8 Dq)nml:'

Ona0 0= Um0

Thus, the potential and displacement are repre-
sented as

(12)

¢(XZt)_6z ZS ¢nm(Xvalet)

n=—ow

(13)
i=12,...,

U(X t) =9 Z Z € nnm(xw Xl’t)

n=—-ow

(14)
i=12,....

The relative values of the small parameters d and
may vary depending on the relative strength of disper-
sion effects and nonlinearity. The small parameter € is
used to represent the desired solution as an asymptotic
series. It should be specified by taking into account the
relative values of & and p. In the classical NLS equa
tion, where the cubic nonlinearity and the first disper-
sive correction correspond to the same asymptotic
order, itisrequired that € ~ p ~ 3. In what follows, it is
assumed that p =€ and d =¢; i.e.,, asingle small param-
eter € isused.

Since the dominant contribution to the solution is
due to the first harmonic, only the zeroth, first, and
“minusfirst” (conjugate) harmonics are retained: ¢,,o =
0 for [n| > 1. The terms with ¢, represent the mean
wave-induced flow, and n,,,=0for n# +1. Sinceal har-
monics other than the zeroth one are excited by nonlin-
ear interaction between components, it can be assumed
that ¢,,, = 0 and n,, = O for |n| > m. These conditions
are imposed to reduce the required calculations, even
though can be obtained in the course of analysis.

Next, expressions (13) and (14) are substituted into
Egs. (8) and (9), change of variables is performed
according to (10) and (11), and theterms corresponding
to the same order of harmonic (exponent n of E) and the
same asymptotic order (exponent m of €) are collected
aternately. Hereinafter, the resulting equations are
labeled by the double index {n, m}. To derive a closed
system of equations, Laplace equation (5) subject to
boundary condition (6) is solved. Then, Eqg. (9) is used
to successively find the displacement components .
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Finally, these expressions are substituted into Eq. (8) to
obtain the desired evolution equation.

3. SOLUTION OF THE LAPLACE EQUATION

Consider Eq. (5) supplemented with boundary con-
dition (6). By using the slow coordinates and series
expansions of functions introduced above, it is rewrit-
ten as

Lo —21inkd,, 0 + H°0% 0y = O,
L, = 82-n’K’,
for all nor
Lo®om—2iNK0, 0p g + 05 Onm2 =0 (15

for al nand m. Expansion (15) of the Laplace equation
can be solved order by order for m= 0. Its solutions can
be written as

{0,0 : doo = Axp(Xi 1)), (16)
{03 : d0r = Aulxty), (17)
{0,2 1 b = Anp(X, t) = (Z+ h) 0 Ax,  (18)
1
{031 0as = A(X, t) =5(2+ )05 A, (19)
) _ 1 242
{0, 4 dos = AulXi, ti)—é(z"' h)“05 A
1 (20)
+ 52(2+ )05 Agg
forOsm<4andn=0and
. _ coshnk(z + h)
{n! O} . ¢n0 - AnO(Xi! tl) COShnkh ’ (21)
. _ coshnk(z + h)
{n! 1} . (I)nl - Anl(Xi! tl) COShnkh (22)
: sinhnk(z+ h)
+ 105 An(z+ h) coshnkh
2
10300 = DAl 1) -3 A, o ZN T
shnk(z+ h) | "h k(2 ?1) ©3
coshnk(z + : sinhnk(z +
* " coshnkn 10, Au(z+h) coshnkh
z+h)]
(N30 = Poalx 1) ~0% A ESUE
. coshnk(z + h)
coshnkh
h (24)
+
+ 00, An(z+h) 62 A ZE . )g
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9 sinhnk(z+ h)

coshnkh '’
z+h)?
(042 0n = sl 1) ~0F A ES
4 » (z+h)"rcoshnk(z + h)
* 0 Ano 24 O coshnkh

(25

. z+h)’
+ B0, Ava(z+ 1) -0} A, T

9 sinhnk(z + h)
coshnkh

for n # 0. The functions A, (X, t) in (16)—<25) are yet
undetermined.

4. CLASSICAL NLS EQUATION

Order {1, 0} terms are used to find the dispersion
relation

kgo, o = tanh(kh). (26)
Order {1, 1} termsyield
a'Alo aA‘lO —
atl +V %, 0. (27)

This equation describes linear waves propagating in a
medium characterized by the dispersion relation (26)
with the group velocity
-9 0
Vv 2w(c +kh(1-09)). (28)
Order {1, 2} terms lead to an evolution equation con-
taining the zeroth and second harmonics. The equation

for the zeroth harmonic derived by collecting order
{0, 2} termsis

0 Aoo 0" Ay _
"R 1ax Al (29)
Equation (29) is combined with (27) to obtain
0o 9 14 _
Q)t1+vaxlﬂg— V'°”g-%A° N (30)

Vlong = ’\/g_h’

whereV,,,, isthelinear long-wave velocity correspond-
ing to the free solution for the zeroth harmonic. In the
model considered here,

0Ay , \, 9Py

6t1 00X, =0

(31)
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i.e., the leading-order zeroth harmonic is assumed to
propagate with the velacity of the driving (surface)
wave. Then, Eg. (29) becomes

d
aAOO = V1|A10|
X (32
v, = [/V3, V3= gh-V~

The expressions for the coefficients obtained below are
given in the Appendix.

Order {2, 1} termsyield an expression for the sec-
ond harmonic having the form

Az = iX:1A. (33)
Order {1, 2} terms combined with (27), (31), and (33)
lead to the equation

Bl + 11|A10| Ao

aA (34)
00 _

p12A10 %, = 0.

A closed evolution equation is derived from (34)
and (32):

aAlO

6‘1|A10|2A10 = 0.

Bl (35)

Since an equation for the displacement is to be
derived, we use the relation between velocity potential
and displacement

N = 1A Ay, = —, (36)

which is obtained by solving Eqg. (9). In physical vari-
ables, the NLS equation is written as

[@mo
'Tat

0n1qj rllo

6xD

551

+€O(1|r]10| N = (37)

a, = 0(1/)\2,
and the surface displacement is given by the formula

n = Re(noexp(iwt—ikx)). (38)

Equation (37) isthe classical first-order NLS equa-
tion with well-known coefficients. In particular, the
coefficient 3, is strictly positive, whereas the nonlinear
coefficient a; changes sign as kh —» 1.363 (see fig-
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Dimensionless nonlinear coefficients in Eq. (66) as func-
tions of kh (seetable).

ure), which implies achange from focusing (for a, > 0)
to defocusing type of Eq. (37).

5. SECOND-ORDER NONLINEAR EVOLUTION
EQUATION (SEDLETSKY EQUATION)

The second-order nonlinear NL S equation for finite-
depth water waves was derived in [12]. On the whole,
the present analysis follows that derivation, except for
adifferent treatment of the derivative of the zeroth-har-
monic velocity potential with respect to t,. It was
assumed in [12] that the propagation velocity of thelead-
ing-order zeroth harmonic (¢) isV not only to the first
(asin (31)), but also to the next, asymptotic order. How-
ever, this assumption is inconsistent with relation (32)
between the first and zeroth harmonics. By virtue
of (32), the derivative of Ay, with respect to't, is calcu-
lated by using (35) and does not vanish. When the cor-
responding term is retained, corrections to nonlinear
dispersion coefficients must be taken into account
(however, this does not entail any change in the limit of
kh —» o).

To the second asymptotic order, the surface dis-
placement is expressed as

ny = r]10+5n11+0(52)

a Ald]

(39)
Nu = I)\%A‘ll'l'lpl ia)

The equation derived here describes the evol ution of
the combination A, + €Ay;. The function A;; (the
homogeneous part of solution (22) to the Laplace equa-
tion) isyet undetermined. To derive an equation for dis-
placement, functions of the potential must be expressed
in terms of the displacement represented by (39). The
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calculations can be simplified by using the fact that Aj;
isan arbitrary function and setting,

. 0A
Ay = -pg aXlO (40)
in which case
N, = iAA, + O(g9). (41)

The second-order nonlinear evolution equation for
the first harmonic derived from the asymptotic expan-
siontoorder {1, 3} is

6A a°A 0A
10 [32 10 +iPy| A10|2 10
X (42)
2 A 0Ax 0An

+iPpA = %, +SA10 3, + P1oArg=— 3%, = 0.

An expression for the second to last term in (42) can be
found by using (32) and (35):

aAOO _ . aAIO * aAOq]
6_t2 = —|81V1EA10 9%, —Ag ax, 43)

(The corresponding contribution to nonlinear disper-
sion coefficients was ignored in [12].) Then, (42) is
rewritten as

aA 0A
-2+ [32 0+ |p21|A10|2 t
x (44)
» 0AT, 0A
+ |p22A10 ax, + P12Ag0 ale = 0.

Equation (44) contains a zeroth-harmonic term. The
equation for this term is derived from the asymptotic
expansion to order {0, 3}:

0Aq

0%,

oA}

= in%Aloa_Xllo—

In addition to the relations found above, the deriva-
tion of Egs. (44) and (45) makes use of the condition

* aAlq]

10 G, I (45)

0Ay _ \,9An
3, +V— 3%, =0 (46)
and the expression
0A
Az = X2A1w0 axlo (47)

for the second-harmonic component derived from the
asymptotic expansion to order {2, 2}. Equations (44)
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and (45) are combined to obtain the second-order evo-
lution equation

A, .. 0°Ag
|—— +1
Ots v 6X1

o (48)
+|0(22Ama 0 _ 0.
Combining (48) with (27) and (35) and using (41),

we obtain acompl ete second-order equation for the dis-
placement envel ope:

ggtlo (;]xlqa By r]lo"'€0(1|r]1o| N1o
+i52[32 n10+ e 0(21|r]10|2 (-;]10
ax X
(49)
50
+igfa,n5, (;]10 =0,
_ o~ 2 _ o~ 2
Oy = O/, Ay = Op/A”.
The total surface displacement
2 . .
=€ + eRe exp(iwt —ikx
n No1 (N10exp( ) (50)

+ £”Re(1,, exp(2iwt — 2ikx)) + O(g?)

contains contributions of the zeroth, first, and second
harmonics. The expressions for the displacement com-
ponents are found by solving (9):

For = To/A%,

No1 = F01|A10|2 = I'01|r]10|2v (51)

No1 = F21Aio = erniOl M = —F21/7\2- (52)

An equation similar to (49) wasderived in[12], with
coefficients equal to those obtained here for s=0. Itis
a generalization of the classical NLS equation to the
next asymptotic order. However, the nonlinear term
(with coefficient a,) vanisheswhen kh = 1.363, and the
resulting equation (as well as (37)) fails to describe the
nonlinear wave dynamics. For thisreason, the evolution
equation extended to the next asymptotic order is con-
sidered below.

6. THIRD-ORDER NONLINEAR EVOLUTION
EQUATION

To the third asymptotic order, the surface displace-
ment is expressed as

Ny = iANAp +e°ng, + O(e°), (53)
where
2

0 A
N = |>\|:AlZ+ Por—= 3

1

2+ P22 A10| Al(D' (54)
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Here, freedom in defining A;, can be used:
02A10 2
Ap = — Por—— — p22|A10| Agp. (59)
1
Then,
Ny = iAA+O(E). (56)

The equation for the first harmonic derived from the
asymptotic expansion to order {1, 4} is

— T P31|A10| A
X

2a A10 25A

+ Py Alg—
1 X1

0A aA At
+ Py A F) 110 3%, sAlo%aa (H

+ Pl Ay " —
(57)

0A
ot

0A 0A
+5A, at01 +sA, L0 02

®+ P12A = 3%,

:O,

and the related equation for the zeroth harmonic is

o] 0°AY,  , OA
a'ioz = V31|A10| +V32[A10 > 2+ Al 12%
0X; ox; 0 (58)
0A,0AT,

+y336_x16_x1'

These equations are derived by using the condition
(59)

and the following expressions for components of the
second and third harmonics:

0°A
Az = iXar Ardl*Alo + iXa2Ar0 Xlo
1
(60)
i A
+ 'Xssg‘a‘i:qa '
Agp = VlAiO' (61)

The derivatives of the zeroth-harmonic components
multiplied by sin (57) are calculated by using the rela
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tions obtained above: *
6 No 0N 100N71o
0y _ + €205 J— v +¢° Qa0 (66)
atz V20‘1|A10|
(62) e Pquns PN _ g
°AY, L 9%A, 0AIAL] s, 0 - O
"‘VzBlEAm >+ Alo— —2 . ox. =
0X1 0X1 X1 0% ~ 4 ~ 2 ~ 2
Oz = Oz/A7, Oz = Oxn/A°, O = Az/A,
A Oy +0 . .
a_tzo = Y1 212 22|A10|4 Ay = (X34/)\2, Oy = (135/7\2.
63 The displacement envelope is expressed as
A AL, e P OARIAL (63) ¥ peisep
PegtoTae TSR %, oxr N = €2(Noy + ENco) + ERe(N0XP(icot ~ 1K)

Substituting (62) and (63) into (57) yields

Bs + 631|A10|4A10

0°Ar

+ P io“‘?

X1 Xy
aAloaA
+ParPuog, 0%, 0%,

%A
+ [332|A10| 10

(64)

A2~

0A
+ PasAly g)a 0 =

TP 100_)(1 = 0.

A closed third-order nonlinear evolution equation
for thefirst harmonic is obtained by combining Eq. (64)
with (58):

GA 0*A -
—+ Ba 10 O(31|A10|4A10

,0°A d°A%,

+ Q] Aggl 5 + Az Al—° (65)
1 X1
~ aAlOaAIO ~ Alq]
+ 03 Ajg— AfE—= =

G34 10 a . axl 35 IODaX:LD 07

and the corresponding compl ete equation for displace-
ment is

H)rho
'Ot

r]ldj Bl r]10

OXD +€C(1|I’]10| N1o

2 nlo 2 0NTo

r]10
+ig” dzznlo ax

.2
+ig
P2 ox

+ie 0(21|r]10|

r]10

3 rho
+ €&
Bs v

+E a31|n10| Npt€ C‘32|r]10|
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+€”Re((N oy + €N ) eXP(2i 0t — 2ikx)) (67)

+£°Re(n 5,exp(3iwt — 3ikx)) + O(e*)

with components given by (51), (52), and the formulas

. oA} L 0A
No = 'rong\loa_xlo— 106_)(1%
ont an (68)
=1l 10‘5%‘“?0‘5;(1‘%1 Fpp = F02/)\2,
.~ 0A on
Ny = ITpAN—= ax = irpNy 610
(69)
r = _F_221
)\2
i~ r
N = 'rszAio = r32r]i01 M3 = —;\3-32- (70)

Equation (66) is a generaization of the equation
derived in [12] to the next asymptotic order.

Note that the right-hand sides of (32), (45), and
Eqg. (58) integrated by parts are similar in form to the
first three conservation laws for the first-order NLS
equation [19]:

o]

- I|Alo|2dxl, (71)
L 0A
l, = J’%Alo T 10—6—)éqadx1, (72)
h 2B10 A, |1
l, = A |* — 2290 Uy, 73
3£Hm| G. | 3] 0% (73)

Thisfact isdirectly related to the possibility of rep-
resenting the zeroth-harmonic components of potential
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Coefficients in equations corresponding to special cases

933

Special cases of generalized NL S equation (66) Generalized Dysthe

kh 0 kh = 1.363 kh— oo equation (81)
VKW 1 0.6793 12
B.k%w (kh)?/2 0.2657 18
a,/k%w (-9/16)/(kh)* 0.0002 12
B,k w (kh)?/6 -0.1114 -1/16
O /KW (-9/8)/(kh)* 0.6833 3/2
O/klw (—27/16)/(kh)* —-0.2678 va
Bk (19/72)(kh)* —0.0066 -5/128
ag/KHw (81/1024)/(kh)*° 0.3864 12
g0l (-15/16)/(kh)? —0.4433 kh/6 -5/8
O35/ (9/4)/(kh)y* 0.7798 kh/6 3/32
O34/ (9/8)/(kh)y* 0.239%4 kh/3 -3/16
O35/ (-9/16)/(khy* —0.6467 -19/32
v, /K3 (-3/4)/(kh)? —-0.4935 -1/(2kh) -
You/k? (-3/4)/(kh)? -0.1351 1/(8kh) -
Yo w3k’ (-81/64)/(kh)* -0.6239 —1/(8kh) -
Y00k (3/4)/(kh)? 0.1343 —kh/12 -
Vaz/k (-3/4)/(kh)? —-0.3705 —kh/6 -
roa/kK (-3/4)/(kh)3 —0.4479 —1/(4kh)
lo2 (-3/4)/(kh)3 -0.3116 (<1/32)/(kh)? 0
r/K (3/4)/(kh)3 0.8265 12
lo (-3/2)/(kh)3 —0.2669 12
r3/K? (27/64)/(kh)® 0.8250 3/8

by expressions (43), (62), and (63), which do not con-
tain integrals. Indeed, it follows from (32) that

=00

(74)

9 o0, In
atZIV1|A10| dx; = atZAOO )

By substituting (43), the integral in (74) isfound to
vanish. Therefore, the integral on the left-hand side
in (74) is a conserved quantity. The integral |, is also
conserved in the second-order NL S equation by virtue
of (63), and expression (62) impliesthat |, isanintegral
of motion of the first-order NLS equation. It is well
known that the classical NL S eguation has an infinite
number of conservation laws. However, it can be shown
that the integral |, is conserved in Eg. (66) only when a
certain relation between the nonlinear dispersion coef-
ficients ag,, 043, and ag is satisfied. This implies
breakdown of conservation lawsof high-order NL S equa-
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tions in the genera case. Even though expression (58) is
similar in form to I, it does not entail (73) in the gen-
eral case. Since terms analogous to those with coeffi-
cientssin (42) and (57) should be expected to appear in
higher order asymptotic expansions, higher order equa-
tionsmay contain nonlocal terms (derivatives of zeroth-
order harmonic components of the potential expressed
in terms of indefinite integral s).

7. LIMIT OF INFINITELY DEEP WATER
(kh —> o)

The coefficients a5,, 43, and a4, in EqQ. (66) are
divergent in thelimit of kh — oo (seetable and figure).
Asymptotic expansion can be used only if higher order
terms are smaller than lower order ones. This require-
ment is violated for the zeroth-harmonic expansion

bo = €doo + €2¢01 + 83q)oz + €4¢03 + 55¢04 + 0(56)-
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Indeed, as kh — oo, expressions (18) and (19) tend to
the following limits:
k2
boo o At 5

2w
h 110
%4- +8_I56x| 1°|2’

(75)

.k
bos gz A=z

8w
h_100 g 9 , OA
* %Jr 2 SIGOXENO ax,  Ooax, [

Thus, both ¢, and ¢o; increase indefinitely if A
and Ay, remain finite in the limit of infinitely deep
water. The secular terms can be eliminated by using the
freedom in defining Ay, and Agg:

(76)

K’h 0
Aoz - Aoz - I;oa_xllAm'Z’ (77)
kh @ 0ALy . OAY
Ao Aos ¥ 16coax1EA1° ox, P ox, 0’ (78)

as donein [12]. However, thisis not the only possible
choice. Substitutions of this kind cannot be used to
change the closed equation or the coefficients therein,
but can modify coefficients in the system of equations
for the first and second harmonics.

Askh — oo, the component ¢, behavesasfollows:

_% 2 Mla |A10|

¢04 kh_.oo-

+= PlB(h kh?, k2h?z, h, khz, kK2%h, zkzzk

o A

axl 0x; 0

a OA

EAlo (79)

+= Pz% h® kh? h, khz, kzzzh 2,kZ K*Z

0 PAdAL
ax,ax, ax,”

where P; and P, are polynomials containing the terms
in parentheses. It is obvious that a bounded ¢q, can
aways be obtained by appropriate choice of Ay,
whereas the corresponding derivatives of ¢, with
respect to z remain indefinitely increasing functions as
kh — 0. The substitution of such expressions as (77)
and (78) does not lead to any substantial change in the
form of (79). Therefore, the evolution equation must
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contain terms with coefficients that increase indefi-
nitely as kh —= oo; i.e., the ensuing asymptotic series
is divergent.

Indefinitely increasing terms appear in the series
because the depth h is not small as compared to the
length scale L of the zeroth harmonic, which makes it
impossible to represent the zeroth harmonic in the solu-
tion to the Laplace equation as a power series
(see (15)). Whereasthis does not rule out analysisinthe
limit of kh — oo for the classical NL S equation or the
second-order generalized equation, Eq. (66) cannot be
used to describe waves in infinitely deep water.

An evolution equation in the limit of kh — oo can
be derived as an envelope equation by in the manner
of [11]. Suppose that h > L (L/h = O(l)). The mode
structure of the wave-induced flow is not prescribed,

m= 0.

¢Om = AOm(Zv Xi, ti)v (80)

By following the derivation of (66), a generalized
Dysthe equation is obtained:

B)rllo waﬂlq] coa 0 Nao ew_kzln |2n
'Oat ok 0X x 0t 8k? axz 2 oo
—'82 W agr]lo 823(}.)k| |Zar]10+ 8 (i)l_( 2 m)
16K° 9x° o ¥ ox
3 bw 64010 30k’ 4
—€ — + & ——|N1| N1o
128k* ax’ 2
§ (81)
3500| |2a N1
flio X
+83§(£ 2 Gzn’{o 3300 ar]loarllo
252~ 161979x ax
319 N7 0Ag _
32n10|] aXD knlO ax - O’
0
B =Sy z=0 @
2 2
6 A202+a A;)Z — 0’ —h<Z<O, (83)
0z 0X
%A-\ZO—Z =0, z=-h. (84)

Equation (81) is derived by using condition (59), the
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identities Agy = 0 and Ay; = 0, and the relation

2
nfoa nzl%:

9y ax* 0
z=0.

Aiaz_(x)am aﬂlo

0z 8koxp

(85)

Note that (82) and (85) are identical to the expressions
for these derivatives that follow from (75) and (76),
respectively. The last (wave-induced) term in (81) is
similar to the analogous term in the classical Dysthe
equation. Thisis due to the assumption that L/h = O(l)
(more restrictive than L/h = O(1)), which isrequired to
simplify the derived equation. Equation (81) is applica
bleif kh > 1/¢2.

The third-order NL S equation obtained by dropping
the last term in (81) is valid in the limit of infinitely
deep water, and the coefficients therein are equal to the
bounded onesin Eq. (66) (seetable). Note that the con-
tribution of the zeroth harmonic (wave-induced flow) is
not only represented by the last term in (81), but it is
also contained in other nonlinear coefficients.

The total displacement envelope field described by
Eq. (81) isrepresented by expression (67). An analysis
of the limit behavior of r; using the fact that (kh)™ is
small shows that the contribution of the zeroth harmonic
exceeds the accuracy of the present model, even though
this contribution isretained in Dysthe's model [13].

8. SHALLOW-WATER LIMIT (kh — 0)

As kh —= 0, the coefficients tend to infinity under
the normalization conditions used here (see table), but
the termsin asymptotic series expansions remain small.
With increasing water depth, the sign of a4, changes
from plus to minus and then back to plus (seefigure).

The NLS equation for kh — 0 can aso be derived
by starting from the KdV (shallow-water) equation [5]

an ﬂan 3./gh_dn hﬂgn 0. (86)

2h r]6x 6

This method for deriving the envel ope equation was
used to verify the coefficients obtained above, and com-
plete agreement was demonstrated. The third-order
nonlinear equation for weakly modulated waves based
on the KdV equation is similar to (66), except for
04, = 0; theremaining coefficientsare givenin the table
(see the kh — 0 column in table). The coefficient a5,
vanishes because it behaves as a different power of kh
(seetable).

When terms of the next order are retained in the
KdV equation, the values of the coefficientsin the enve-
lope equation are corrected. In particular, the correc-
tions to a, obtained by using Eg. (86) modified by
including acubic nonlinear term may result in achange
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from focusing to defocusing type of the equation [20].
However, this change does not occur in water wave
dynamics.

In [16, 20], higher order envelope equations were
derived for the KdV equation generalized by adding a
cubic nonlinear term. The derivation presented in [16]
followed [15] in relying on amodified rel ation between
small parameters and made use of the condition for
vanishing nonlinearity in the first-order envel ope equa-
tion. In the present study, the envelope equation is
derived by starting from a generalized KdV equation
without using this condition (classical relation between
small parameters), and agreement with the results
of [16] is achieved for near-critical values of aj.
In [20], a solution was sought to the second asymptotic
order, whereas the present derivation shows that third-
order corrections contribute to a3, as well.

9. VANISHING CUBIC NONLINEARITY
(kh = 1.363)

A nonlinear evolution equation for the modulated
envelope in the limit of kh — 1.363 was originally
derived in [14] and later in [15]. In the former paper,
numerical values of the coefficients corresponding to
kh = 1.363 were given; in the latter, expressions for the
coefficients as functions of depth were presented (dif-
ferent from those in the former and divergent in the
limit of infinitely deep water).

To formulate the evolution equation for kh = 1.363,
one should rewrite Eqg. (66), factoring out the small
parameters associated with nonlinearity (&) and disper-
sion (W):

0 6
I% r]10 (;]qua+ Bl n10+6 Glolnlol N1o
6 *
+ipB— r]10+ id HG21|W10|2—rll—o+ 18° U0z 1 (;]x10
r]10 4 4
+u Bs + 0 0g|N 1o N1o
87)
+52U. G32|n10| r|10
, 0 No 0N 100N
+8° IJ asanlo PG +8 H (x34n10 oXx 0OX
* g?mqu _

+ 52L120(35ﬂ 1ODWD -

When the term with a, is dropped and the next-
order nonlinear and first-order dispersive terms (with
04, and 3;, respectively) aretaken into account asterms
of similar asymptotic order, a new relation between the
small nonlinearity and dispersion parameters is
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obtained: & ~ Y. Then, retaining only the first-order
corrections to the KdV equation, we obtain the modi-
fied equation

) 0
P VT, T2 1 et
, 0
+ '50(21|r]1o|2 r]lo + |€a22n10 (;]10 (88)

+ 80(31|r]10|4n10 = 0.

Here, € = 4 = &%, and the cubic nonlinear term is
retained under the assumption that a, is an order €¥? or
smaller quantity.

Equation (88) describes nonlinear dynamics of sur-
face waves when kh = 1.363; i.e,, it should be used
instead of (37) in this parameter region. Even though
the terms contained in Eq. (88) are obtained by using
expansions to order €°, it is essentialy a first-order
equation. In this study, the coefficients in this equation
are well defined for any kh (in contrast to [14]) and are
always finite (in contrast to [15]). Their values corre-
sponding to kh = 1.363 are listed in the table. The sur-
face displacement is given by formula (38).

The modulational instability of the smplest (plane-
wave) solution to Eq. (88) was analyzed in [15, 16]. If
the solution is represented as

Nio = Aexp(i((Q + w)t - (K +k)x)), (89)

where K and Q are the wavenumber and frequency
detunings, respectively, then the modulational instabil-
ity criterionis
B,a;+D>0, D = B,K(0,—0y)
1 (90)
+ AZ%Blasl - ZO@%

The wavenumber interval corresponding to unstable
perturbations is determined by the relation

«/2(31(]1 +D)

(the total wavenumber isk + K + AK), and the largest
growth rate exponent is

0<AK< (91)

2
%(Blaﬁ D)

BA— JBy0o; +D.

1

(IMQ) e =
(92)

for AK,

Thetype of instability varies, depending on the sign
of D. For kh = 1.363, the results listed in the table can
be used to obtain

D = @ 0.2527K

0
0 o+ 0.23L1(KA)E,

(93)
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The coefficients in (93) differ from those found
in [15]. However, since the sign of D corresponding to
the Stokes wave (K = 0) is the same, the conclusions
about unstable behavior madein that study remainvalid
in the present context: there always exist unstable per-
turbations of the Stokes wave when kh > 1.363,
whereas modulational instability develops for kh <
1.363 only if

D >-3;,0,>0. (94)
The latter condition corresponds to an instability
threshold for intense waves shifted from kh = 1.363
toward the shallow-water limit. The shift can be esti-
mated by setting K = 0 and kA = 0.1 (typical stegpness
of ocean waves) or KA = 0.4: the critical depth corre-
sponds to kh = 1.3508 and kh = 1.2520, respectively.

10. CONCLUSIONS

A third-order NLS equation for waves in finite-
depth water that generalizes the equation obtained
in[12] is derived without assuming that the wave-
induced-flow velocity is equal to the group velocity of
the fundamental wave to high orders of accuracy. The
derived equation is valid for waves characterized by a
small steepness and narrow-band spectrum when the
water depth is small as compared to the modulation
length. The latter condition is formally violated as
kh —= o (power-series representation of the compo-
nents of the zeroth harmonic of velocity potential
breaks down). In this limit, a third-order generalized
Dysthe equation with finite coefficientsis obtained that
takes into account weak wave-induced flow. The gener-
alized NLS equation obtained in the shallow-water
limit is consistent with the envel ope equation based on
the KdV equation. In the special case of vanishing
cubic nonlinearity (kh = 1.363), a generalization of the
first-order NL S equation is derived and the coefficients
therein are calculated. The analysis of modulational
instability performed in this case shows that the modu-
lational instability threshold shifts toward the shallow-
water limit with increasing wave intensity.
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APPENDIX

Coefficients of Equations

In what follows, the coefficients of terms corre-
sponding to higher asymptotic orders are expressed in
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termsof lower order coefficients. These representations
are suitable for verifying calculations and understand-
ing the contributions of various effects. The expression
for V is substituted into the coefficients in some equa-
tionsand is not substituted into othersto reduce the size
of expressions.

Coefficients of Field Components

V
p, = h0+a,
4 2
Dy = Bi 2230 —3(52+1+ k? +_1_2’
W 4k°oc 2k°c 4k
0, = __+kV0 —ooky +k2_04_202+1
22 W wz 1 w(02+1) 1

N k402(502 —8)
8w’
Coefficients of Nonlinear Interaction Terms

4
20 —1

8w

B(h 0 +3 X
ko kD 1
—1)(30° + 1) —o'+1
+ 9K
16wao° 16w0*

X; = 3K

+3eh(@

241

4 2
(o] 0 +40" + 3~
Xa = —2 o ale"'kz—

8w’a?

+B(zh(02—1)(302— 1), 0" +5

200> 20t

s (02 —1)°(c®+ 1) k320 +0*+20° +3§

+D<h >
4w°0 8w’o? O

1

4 2
L 149 —40 +19x1+3k2(l a*)(50° +3)

40 400*(30° + 1) =

K 210° + 40* = 270° - 52
96w’ ’

. o°+1 20*+40°+3
X2 = — o Ble+k———8—(:)—25_—2———Bl
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0°-3 10
+ 2ko 2K

6 4 2 4 2
+ E(zhzo —908kz 1;50 +1 + kh_c 4+k§503 -1
o o

+

o’ + 1%( 2hes 170° + 40° + 140" —40° + 3

8k’c” 32w0"

h(o —1)(90° + 1) (0 +1)

16w0° Rwe*
_ o’ -3 10
X33 ko kDX2

6 4 2
+ E(thc —-90 +150° +1
8k’c*

4 2 2
-0 +60° -1 o°+1
+kh 2 3 + 2 2%(
4k°o 8k“o
2(0 —1) (l+0)

8wo’
. kh(o“—l)(zo +1),-0'+1
8wa’ 8wa”
_ 2—30°-130*+50%+3
v, = Kk > 1
8wo’(0° + 1)
+k4(0 —1)(90" —1)
64w’a>

Linear Dispersion Coefficients

10°w 10°w _10'w

BT 200 BT Teae BT dge

These coefficients can be cal cul ated by using disper-
sion relation (26).
Coefficients of Wave-Induced Flow Components

K’V(0®—1) — 2wk
4VA ’

Y1 =

2 2 2\ /2, 2
20 —1Bl+w -k°V°(o +1)’

Vv
Y2 = 2Y.B. +K
SRV A AV 4eV>

2
o°-1,-~ ~ VvV ~ ~
Yo = K° V2 (0(21"'(122)"'\72(0(21"'0(22)\/1

d d
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Coefficients in Equations
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16w ’

4
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Abstract—A kinetic approach to Bose-Einstein condensates (BECs) is proposed based on the Wigner—-Moyal
equation (WME). In the semiclassical limit, the WME reduces to the particle-number conservation equation.
Two examples of applications are (i) a self-phase modulation of a BE condensate beam, where we show that
part of the beam is decel erated and eventually stops as aresult of the gradient of the effective self-potential, and
(ii) the derivation of a kinetic dispersion relation for sound waves in BECs, including collisionless Landau

damping. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

Presently, Bose-Einstein condensates (BECs) pro-
vide one of the most active and creative areas of
research in physics [1, 2]. The dynamics of BECs are
usually described by a nonlinear Schrodinger equation
(known in this field as the Gross—Pitaevskii equation
(GPE) [3, 4]), which determines the evolution of a col-
lective wavefunction of ultracold atoms in BECs,
evolving in the mean field self-potential.

In this paper, we propose the use of an alternative
but nearly equivalent approach to the physics of BECs,
based on a kinetic equation for the condensate. We also
show that this kinetic theory can lead to a more com-
plete understanding of the physical processes occurring
in BECs, not only by providing an alternative method
for describing the system but also by improving our
global view of the physical phenomena. It is our hope
that this will also lead to the discovery of new aspects
of BECs.

The key point of our approach is the use of the
Wigner—Moyal equation (WME) for BECs, describing
the spatiotemporal evolution of the appropriate Wigner
function [5]. Wigner functions for BECs were dis-
cussed in the past [6, 7], and the WME has been used
sporadically [8], but no systematic application of the
WME to BECs has previously been considered. In the
semiclassical limit, this equation reduces to the parti-
cle-number conservation equation, which is a kinetic
equation formally analogous to the Liouville equation,

T The text was submitted by the authorsin English.

but with anonlinear potential. A description of BECsin
terms of the kinetic equation is adequate in a series of
problems, as is exemplified here, and can be seen as
intermediate (in accuracy) between the GPE and the
hydrodynamic equations usually found in the literature.

This paper is organized as follows. In Section 2, we
establish the WME and discuss its approximate version
as a kinetic equation for the Wigner function. We then
apply the kinetic equation to two distinct physical prob-
lems. Thefirst one, considered in Section 3, is the self-
phase modulation of a BEC beam. A similar problem
has been studied numerically in the past [9]. Here, we
derive explicit analytical results and show that a part of
the BEC beam is decelerated and eventually comesto a
complete halt as a result of the collective forces acting
on the condensate. The second exampleisconsideredin
Section 4, where we establish akinetic dispersion rela-
tion for sound waves in BECs, giving akinetic correc-
tion to the usual Bogoliubov velocity of sound [10, 11]
and predicting the occurrence of Landau damping [12,
13]. Our description of Landau damping is significantly
different from that previoudly considered for transverse
oscillations of BECs[14]. Finally, in Section 5, the vir-
tues and limitations of the present kinetic approach are
briefly discussed.

2. WIGNER-MOYAL EQUATION
FOR THE BOSE CONDENSATE

It is known that, for an ultracold atomic ensemble
and, in particular, for BECs, the ground-state atomic
guantum field can be replaced by a macroscopic atomic

1063-7761/05/10105-0942$26.00 © 2005 Pleiades Publishing, Inc.
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wavefunction . In alarge variety of situations, the evo-
lution of Y is determined by the GPE

.0 h?
5 = TP Vot V), ()
whereV, = V(r) isthe confining potential and Vi isthe
effective potential that takes the interatomic interac-

tionsinside the condensate into account; in the simplest
form,

Ver(r, t) = glu(r, t)|2,

where gisaconstant [3, 4].

We consider the situation where this wave equation
can be replaced by akinetic equation. To construct such
an equation, we introduce the Wigner function associ-
ated with s via[5]

W(r, k, t) :I¢§+§,Ew*ﬁ-§’% @)
x exp(—ik [B)ds.

It isthen possible to derive (see Appendix) the evo-
lution equation for the Wigner function:

07 1 r 00y = oy
EkaED IﬁatDW_ 2V(sinA\)W, 3
where
_. 990
A== B0 “)

is a bidirectional differential operator that acts to the
left on V and to the right on W[5]. In this equation, the
potential is

dk
(2m)®

V = Vor g[W(r k) +3V, (5)

where
dk
BV = g (r, i~ wr, k,o@g ®

can be considered a noise term associated with the
square mean deviations of the quasiprobability, deter-
mined by the Wigner function W with respect to the
local quantum probability, which is determined by the
wavefunction (.

Equation (3) can be seen as aWME describing the
space and time evolution of BECs, and it is exactly
equivalent to GPE (1). However, it is of little use in the
above exact form, and it is convenient to introduce
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some simplifying assumptions. This is justified in the
important case of dowly varying potentials. In this
case, we can neglect the higher order spatial derivatives
and introduce the approximation sin/A ~ A\. This corre-
sponds to the semiclassical approximation, where the
qguantum potential fluctuations can also be neglected,
viz., &V — 0. Introducing these two simplifying
assumptions, valid in the semiclassical limit, wereduce
the WME to the much simpler form

[0 00w —
Q)t“’EDJ'FD(ﬁDW 0, @)

wherev =#ik/misthe velocity of the condensate atoms
corresponding to the wavevector statek and F =1V is
a force associated with the inhomogeneity of the con-
densate self-potential. The nonlinear termin GPE (1) is
hidden inside this force F. As we see in what follows,
this nonlinear term looks very much like a ponderomo-
tive force term, similar to radiation pressure.

We note that this new equation is a closed kinetic
equation for the Wigner function W. In this semiclassi-
ca limit, W is just the particle occupation number
for trandlational states with momentum p = k. Equa
tion (7) isequivalent to a conservation equation, stating
the conservation of the quasiprobability W in the six-
dimensional classical phase space (r, k), and can also
be written as

d _
FW(r. k1) = 0. 8)

This kinetic equation can then be used to describe
physical processes occurring in a BEC, as long as the
semiclassical approximation of slowly varying poten-
tials is justified. The interest in such kinetic descrip-
tionsisillustrated with the aid of two ssimple and differ-
ent examples, to be presented in the next two sections.
Many other applications can be envisaged and will be
explored in the future.

3. SELF-PHASE MODULATION
OF A BEAM CONDENSATE

We first consider the kinetic description of self-
phase modulation of a BEC gas moving with respect to
the confining potential Vy(r). Here, we can explore the
similarity of this problem to that of self-phase modula-
tion of short laser pulses moving in a nonlinear optical
medium, which iswell known in the literature [15]. To
simplify our description, we consider the one-dimen-
sional problem of a beam moving along the z axis and
neglect the axial variation of the background potential,
0Vy/0z= 0. Theradial structure of the beam can easily
be introduced later and does not substantially modify
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the results obtained here. Kinetic equation (7) can then
be written as

a + analEW(z, Kt) = 0, ©

with v, and F, given by

hk _ dk
v, = ——+gatl(z t),

d
g5,1(z 1), (10)
where we have used the intensity of the beam conden-
sate defined by

(20 = [W(z k t)g—i (11)

We assume that an ultracold atomic beam has the
mean velocity v, = #iky/m. This suggests the use of the
new space coordinate N = z— vgt. In terms of this new
coordinate, the semiclassical equations of motion of a
cold atom in the beam can be written as

dn _oh _ 1
&= = Lk,

t ok

d 0 m (12)
dc_ oh _ gy
dt = on _ han

where we have introduced the Hamiltonian function

h(n, k,t) = w(n, k t) —kv,

13
= Lk g+ din, . 13

Here, w(n, k, t) is the Hamiltonian in the rest frame
expressed in the new coordinate. A straightforward
integration of the equations of mation leads to

t

K(t) = ko— 2 51 (n, 1)t (14)

At this point, it is useful to introduce the concept of
the beam energy chirp, [&(n, t)[lin analogy with thefre-
guency chirp of short laser pulses[15]. By definition, it
isthe beam mean energy at agiven position and agiven
time,

(n, 00 = AW, k He(n, k t)g‘;([, (15)

where the weight function W(n, k, t) is the solution of
one-dimensional kinetic equation (9). A formal solu-
tion of this equation can be written as

W(r]! k! t) = W(rlo(r], kv t)v kO(n! k’ t)’ tO)’ (16)
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whereny and k, aretheinitial conditions corresponding
to the observed values at time t, as determined by
dynamical equations (12). With (16) used in Eg. (15),
we obtain

(. 0= A W00, ko o>[ +di(, t)}— (17)

From Eq. (14), we see that dk = dk,. Neglecting
higher order nonlinearities, we can then rewrite the
above expression as[15]

(n, )0 = &(O)D—k—gl’——-l(r] t)ydr,  (18)

where [&(0)0= [€(n,, to)Tis the initial beam energy
chirp.

We first consider the case where the beam profile
I(n) is independent of time. This is, of course, only
valid for very short time intervals where the beam
velocity dispersionisnegligible. In thissimple case, we
have

0l

(N, 7 = (O)I-Avoggt. (19)

The maximum energy shift is attained at some posi-
tion inside the beam profile, N = 1., determined by
the stationarity condition

0 o°l
—[&(n,t)0= — = 0. 20
an £ 00= 2 (20)

To deduce more specific answers, we assume a
Gaussian beam profile

1(n) = lyexp(-n°/c?), (21)

where o determinesthe beam width. For thisprofile, we

have N, = *0/./2, which leads to the maximum
energy shift

Ae(t) = L&(t)Tha — L&(0)0

fin/2 0o,

(22)
= i——'_g‘/oloexpD 2

This is similar to the well-known result in nonlinear
opticsthat states that the maximum energy chirp due to
a self-phase modulation is proportional to t, or to the
distance traveled by the beam, d = vgt. This result
clearly indicates that the initial beam eventually splits
into two parts, one being accelerated to higher transla-
tional speeds and the other being decelerated. This cor-
responds to the redshift and blueshift observed in non-

No. 5 2005



A KINETIC APPROACH TO BOSE-EINSTEIN CONDENSATES

linear optics. The decelerated beam eventually stops
after atimet = 1, such that Ae(t) = [&(0)I This deter-
mines the condition for translational beam freezing.

We note that the same result could also be obtained
directly from GPE (1), but the present derivation is
interesting, because it demonstrates the irrelevance of
the phase of the wavefunction , which wasignored in
our kinetic calculation. Therefore, instead of the self-
phase modulation, it would be more appropriate to call
it the beam self-deceleration.

Another interesting aspect of our kinetic approachis
that it can be easily refined, asisbriefly shown here. We
can improve the above calculation by considering the
beam dispersion. It inevitably becomes relevant
because of the linear velocity dispersion of the atomic
beam. Such a dispersion decreases the chirping effect,
because of the decrease of dl1/dn in time. To modd it,
we can assume atime-varying Gaussian beam shape, as
described by

%o " exp% i (23)

I(n,t) = Ioﬂj(t)D 2( )D
If we now assume that
a(t) = o,(1+dt),

where

_ 2mAe
#? 0o

is proportional to the initial energy spread Ae,, we
obtain a new expression for the maximum energy shift,
of theform

Int

Ney(t) = —A (1), (24

where Ae(t) isdetermined by Eq. (22). Itisclear that the
linear beam velocity dispersion decreases the maxi-
mum attainable chirp, by changing the linearity with
time into alogarithmic law. However, this only occurs

for very long times, t ~ 1/ /3, which are not relevant for
ultracold atomic beams with a very low trandational
energy dispersion Ae,.

The other cause of the beam dispersion is the non-
linear processitself, which eventually breaks theinitial
pulse into two distinct pulses. In this case, the self-
phase modulation process is not attenuated because the
beam width is conserved, but the two secondary pulses
suffer self-phase modulation themselves and eventually
break up later, resulting in the formation of several sec-
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ondary pulses with different mean energies. However,
the nonlinear dispersion is aso negligible whenever

o;> %—?me(t)nz.

A more complete description of al these dispersion
regimes can be obtained by solving kinetic Eqg. (9)
numerically.

4. KINETIC DESCRIPTION
OF BOGOLIUBQOV OSCILLATIONS

The second example of an application of the kinetic
equation for BECs deals with the dispersion relation of
sound waves. For simplicity, we again consider the one-
dimensional model and neglect the radial structure of
the oscillations. This allows us to treat the lowest order
oscillating modes of the condensate. We assume some
given equilibrium distribution Wy(z, k, t), for instance,
corresponding to the Thomas—Fermi equilibrium solu-
tion in a given confining potential Vy(rg, 2) [16], and
after linearization of the one-dimensional kinetic equa-

tion (9) with respect to the perturbation W , we obtain

0o . 0 _
ot Zaij(z Kk, t) + F Wo(z k,t) = 0, (25
where the perturbed force is determined by
F=-9%721 = 99 iz k t)— (26)
hoz .[

We now assume perturbations of the form W, 1 ~
exp(ikz — iwt). From the above equations, we then
obtain arelation between the perturbation amplitude of

the Wigner function W and the perturbed beam inten-
sity I~,

~ gk

W= oK) akWO(k)

(27)

where we now specify the particle wavenumber state
with k' in order to avoid confusion with the wavenum-
ber k of the oscillation that we intend to study. The
velocity corresponding to this particle state is v' =
ak'/m. Integration over the momentum spectrum of the
particle condensate then leads to the equation

OW,(K)/0K dk'

o fikkman - O (28)

9
1+ ﬁk J’
Thisisthekinetic dispersion relation for axial perturba-

tions in BECs. We illustrate this result by considering
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the simple case of a condensate beam with no transla-
tional dispersion or with a trandational temperature

exactly equal to zero. The equilibrium state of the beam
can then be described by

W, (K') = 2mmnyd(K —kg), (29)
where

1 1 .

is the particle number density in the condensate.
Replacing thisin dispersion relation (28), we have

2
1_91‘____110___2 =0, (30)
M (w-kvy)

where v, = fik,/m = p,/mis the beam velocity. This
can aso be written as

(w—kvy)® = K°c?, (31)
where
Cs = A/gny/m (32)

is nothing but the Bogoliubov velocity of sound. Obvi-
ously, Eqg. (31) is the Doppler-shifted dispersion rela-
tion of sound waves in the BEC gas. In its reference
frame, it reducesto w = kc..

We now consider asituation where, instead of distri-
bution (29), we have a beam with a small translational
velocity spread, such that the number of particles with
avelocity v' ~ ¢ issmall but nonzero. In this case, the
resonant contribution in the integral of Eq. (28) has to
be retained, although it is still possible to neglect the
kinetic corrections in the principal part of the integral.
The dispersion relation can then be written, in the con-
densate frame of reference, as

2 2 .
1 K& _igmWey - _ (33)

where k; = mcd# is the resonant momentum. The
imaginary term in this equation can lead to damping of
sound waves. Writing w = ke, + iy, with |y| < kcg, we
obtain the expression for the damping coefficient

_ wgmPWe

Y=3 #2 0ok Ue =i (34)
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This expression corresponds to the noncollisional Lan-
dau damping of Bogoliubov oscillationsin BECs. The
present approach can also be generalized in a straight-
forward way to higher order oscillations of the conden-
sate, where the radial structure has to be taken into
account [11, 17].

5. CONCLUSIONS

We have proposed a kinetic view of the Bose-Ein-
stein condensate physics, based on the Wigner—Moyal
equation. In the semiclassical limit, the latter can be
reduced to a closed kinetic equation for the correspond-
ing Wigner function. The kinetic approach to BECs can
be seen as an intermediate step between the GPE and
the hydrodynamic equations for the condensate gas,
often found in the literature.

We have discussed two different physical problems,
in order toillustrate the versatility of the kinetic theory.
One is a sdlf-phase modulation of a BEC beam. The
other isthe dispersion relation of the Bogoliubov oscil-
lations in the condensate gas. The first example shows
that due to theinfluence of its own inhomogeneous self-
potential, nearly half of the beam is accelerated, while
the other half is decelerated. Under certain conditions,
the decelerated part of the beam tends to a complete
halt. The second example shows that a kinetic disper-
sion relation for sound waves in BECs can be estab-
lished where Landau damping is automatically
included. The present results only involve the lowest
order modes, but the same approach can be used to
describe higher order oscillations of BECs, including
their radial structures, aswell asthe coupling to aback-
ground thermal gas. This investigation is beyond the
scope of the present work, however.

Several other different problems relevant to BECs
can also be considered in the framework of the kinetic
theory, such as modulational instabilities [18] and the
wakefield generation. This indicates that the kinetic
theory is a very promising approach to the physics of
BECs, which will eventually allow introducing new
ideasin this stimulating area of research and suggesting
new configurations to the experimentalists. However,
the present work also clearly states that the present the-
ory isonly valid in the semiclassical limit, and there-
fore, some relevant problems, where the phase of the
BEC wavefunction plays an important role can only be
treated by means of the GPE. Surprisingly, the self-
phase modulation is not one of them, as demonstrated
here.
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APPENDIX

Derivation of the Wigner—Moyal Equation

In this derivation, we follow a procedure already
used in other cases, for instance, in the case of electro-
magnetic waves moving in a space- and time-depen-
dent dielectric medium [19] (for a different but nearly
equivalent derivation of the WME, see the Appendix
in [8]). We consider two distinct sets of valuesfor space
and time coordinates, (r,, t;) and (r,, t,), and use the
notation ; = Y(r;, t;) and V; = V(r;, ) for j = 1, 2. This
allows us to write two versions of GPE (1) as

2
Oh_ 2

athJJ -

Multiplying the j = 1 equation by 5 and the con-
jugate of the j = 2 equation by ;, and subtracting the
resulting equations, we obtain

h 2 2 09 , 9]
[Zm(Dl_DZ) oy, * 6IP}C” (36)
= —(V1=V,)Cy,,

whereweset C,, = ;5 . The above equation suggests
the use of two pairs of space and time variables,

ry=r-s/2, t, =t-1/2, -
rp =r+8/2, t, = t+1/2.
We can then rewrite the above equation as
#°0 9 ., 0
[mar Da_s hat}clz = —(V,-V,)Cy. (39)

It can also easily be shown, by expanding the poten-
tiaIst around V(r, t), that

10

. 9
(V,-V,) = 2snh 2 < + 530

o 5y V(r,t).

(39)

We now introduce the double Fourier transform of
the function C;, = C(r, s, t, T) in the variables s and T,
defined by

W(r,t,w,k) = J’dsJ'drC(r,s,t,T)
x exp(—ik B+iwT).

(40)
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It can be rewritten in terms of the wavefunction ) as

W(r, t, ,k) = IdsJ’dqu% + g t+ 0

2
(41)
xw*%——t TDexp( ik (B+iwT).
Using thisin Eq. (38), we obtain the equation
%, 20 _ 5 90 .
anDa—r aﬁjW- =2V (sin\')W (42)

for the Fourier transform, where we use the differentia
operator

. } 00 _ 000
A Br ok otow] “43)
acting to the left on the potential V(r, t) and to the right
on W,

This is a formidable equation for W, which can be
simplified by noting that the GPE implies the existence
of awell-defined relation between energy and momen-
tum. This means that w must be equal to some function
of k, or w = w(k). Hence, we can state that

W(r,t,w, k) = W(r, Kk, t)d(w-— w(k)). (44)

This leads to a much simpler evolution equation for

W(r, k, t). Before writing it, we also note that the non-

linear term in V depends on |PF and not on the function
W. Thus, we can finally write

72 _
EQ k [0 mggw = —2(V, + gly|®) (SnA)W, (45)

where A\ isthe simpler differential operator

_ 9 —90
A Q)rDa_pD

(46)

The function W(r, k, t) can be seen as the Wigner
function associated with the GPE, and Eq. (45), as the
WME equation that describesits spatiotemporal behav-
ior. Thisequation is equivalent to theinitial wave equa-
tion (1), but it isnot aclosed equation for the quasi prob-
ability function W. Therefore, some simplifying
assumptions have to be introduced in order to make it
more tractable, as explained in Section 2.
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Abstract—Spatia evolution of aLangmuir wave excited by external sourcesin aweakly inhomogeneous elec-
tron plasmawithout external sourcesis considered for a small positive gradient of the plasma concentration in
the direction of propagation of the wave. At the first state of the evolution, the dispersion of the wave is close
to linear. When the phase vel ocity is doubled, the second stage of the evolution begins. The wave loses its indi-
viduality and becomes ahybrid of two waves. Its profile acquires the shape of an alternating sequence of frag-
ments of these waves. The wave dispersion is determined by the dispersion of each fragment. In the course of
evolution, the spacing between the equilibrium values of the wave fragments increases; as a result, the wave
decays into two waves, which are also loaded by trapped electrons. Prior to decay, the humps of the wave
become steeper; as aresult, at the instant of the decay, the wave is transformed into a sequence of solitonswith

different polarities. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

Nonlinear phenomena emerging during the evolu-
tion of awave in an inhomogeneous plasma as a result
of the resonant interaction with particles were consid-
ered by many authors[1-6]. Thistype of problems can
be solved completely only with the complete system of
the Vlasov—Maxwell equations. In most cases, this sys-
tem was solved either after linearization of the equa-
tions, or using asymptotic methods [7-9]. In the case
when the wave parameters change insignificantly over
distances commensurate to the wavel ength, the electron
distribution is described with an exponential accuracy
with the help of adiabatic invariants[10-12]. The appli-
cation of such invariants leads to less cumbersome
expressionsfor al possible moments of the distribution
function as compared to asymptotic methods and
makes it possible to separate the resonance and nonres-
onance components in these moments without solving
the wave equation [1, 12]. The main difficulty encoun-
tered in solving the Vlasov—Maxwell equations is the
construction of self-consistent solutions. However, the
solution of a self-consistent problem using the adia-
batic approach is simplified since it is not necessary to
describe the motion of charged particles in detail; it is
sufficient to find the function of distribution over adia-
batic invariants or integrals of motion [13, 14].

We will describe the evolution of a Langmuir wave
after itsinitiation by external sourcesin aweakly inho-
mogeneous plasmawith a positive gradient of the elec-
tron concentration (dN/dz > 0). The evolution is charac-
terized by three stages. At the first stage, anharmonism
of thewave and the difference of its dispersion from the

linear dispersion are taken into account by a nonlinear
correction. With increasing concentration and phase
velocity, the electrons trapped in potential wells of the
wave are condensed at the bottom of these wellsand the
vacated region of the phase space is gradually filled
with newly trapped electrons [2, 12]. The effect of
trapped electrons on the wave profile is local since it
results in deepening of the potential wells of the wave
only inthe vicinity of their minima. As a matter of fact,
the Maxwell distribution function rapidly decreases
exponentially; consequently, the number of electrons
trapped at the initial instant of evolution as the phase
velocity increases is considerably larger than the num-
ber of electrons trapped at any subsequent instant. The
electrons trapped at the beginning of evolution are con-
densed at the bottom of the potential wells of the wave;
as aresult, a characteristic energy level Hy is formed,
such that most of such electrons are below this level.
The current of electrons with an energy H<H,
becomes large, exceeding the current of the remaining
electrons. However, the phase interval of motion of
these electrons is bounded by the walls of the potential
wells. Consequently, the current of such electrons may
change the wave profile, mainly in the phase interval
|W|< 8y, 8y = d~1(H,): the wave displays “sagging” of
the potential in the region of its minima. The sag depth
increasesin the course of evolution and the sag istrans-
formed into afragment of the new wave. Asaresullt, the
Langmuir wave at the second stage of evolution can be
represented as a sequence of aternating fragments of
two waves with different wavelengths, which are con-
tinuously transformed into each other. The upper part of
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the wave consists of positive humps of the initial wave,
while the lower part consists of negative humps of the
newly generated wave. Each sequence of fragments
possesses its own dispersion (their wavelengths vary
independently in the course of evolution). Conse-
quently, a hybrid of two waves is in fact a wave with
double dispersion in contrast to the classical Langmuir
wave obtained by linearizing the Vlasov—Maxwell
equations. The features of the evolution of the wave
with double dispersion at the second stage are consid-
ered in Section 3.

The size of the fragments of both waves increases
during evolution, and the formation of fragments is
completed at the end of the second stage: each fragment
has its own wavelength and amplitude. Consequently,
when the difference between two equilibrium values of
fragments of two waves becomeslarger than the sum of
their amplitude (A, + A,), the hybrid decays into two
waves loaded with trapped electrons. However, the
nonlinearity of the wave produces astrong effect during
the short period prior to the decay; as aresult, the pos-
itive and negative humps of this wave become steeper.
The wave profile acquires the shape of a sequence of
aternating solitons with the positive and negative
polarities. The evolution of such solitonsis considered
in Sections 4 and 5.

The phenomenon of unstable decay of a high-fre-
guency plasmawave iswell known [15, 16]. The decay
of this wave into two low-frequency wavesis possible
under the synchronization condition wy = wy + @, ky =
k, + k,, where the subscripts 0, 1, and 2 correspond to
the initial wave and the two waves resulting from the
decay, respectively. In the decay of awave in aweakly
inhomogeneous plasma, considered below, the condi-
tions for conservation of the mean densities of energy
flux and current comprise these two conditions.

2. FORMULATION OF THE PROBLEM:
CURRENTS OF TRANSIT
AND TRAPPED ELECTRONS

L et us consider the time-independent self-consi stent
problem of generation and propagation of a longitudi-
nal dow wave in a weakly inhomogeneous electron
plasma whose concentration slowly varies along the z
axis in the following formulation. We assume that
external sources located in the region z < 0, where the
plasma is homogeneous in zero field, slightly feed the
slow wave being generated so that the amplitude of the
wave propagating along the z axis increases from zero
at z— —o to A(Q) at z= 0. The unperturbed electron
distribution function f,(v2/2T) at z — — is known.
External sources are intended for sustaining the self-
consistent field of the wave of a preset type, taking into
account its self-action. In the case of small amplitudes,
we can show that, for a wave initiated in this way, the
currents of resonance transit and trapped electrons
compensate each other to within terms proportional
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to ./A; consequently, the dispersion relationis close to
linear at the stage of wave initiation. Since the variation
of the amplitude (provided that it is small) does not
affect the change in concentration N, the phase vel ocity
of the wave in the course of initiation can be treated as
constant and equal to u,. In the region z > 0, where
external sources are absent, the electron plasma con-
centration N increases very slowly along the z axis
(dN/dz > 0). The evolution of the wave in the region of
itsinitiation, aswell asintheregion z> 0 without exter-
nal sources, occurs so slowly that it can be disregarded
over distances comparable to the wavelength.

We will employ the dimensionless form of notation,
in which time t and coordinate z are divided by w™ and

kgl , respectively; the phase velocity and the velocities
of electrons are divided by u, = wkg; the distribution

function fo(vz/vi), which is normalized to unity, is
divided by ky/w; the electron concentration N is divided
by n, = mw/4Te?; the current density j is divided by

ewng /Ky, the electron temperature T = mv$/2 is

divided by mu¢ ; and potential ¢ is divided by mu /e.

It wasshownin[1] that arbitrary functionsf *(1*) for
transit electrons and f(J) for trapped electrons form a
solution of the self-consistent system of Vlasov—Max-
well equations for a Langmuir wave in a weakly inho-
mogeneous plasma. Here,

= (5= onnap e
J—uJ’ S NACE)

are the adiabatic invariants of transit and trapped elec-
trons[17]; the plus and minus signs correspond to lead-
ing and retarded transit electrons, respectively; |, and
Y, are turning points for which the radicand in the inte-
grand vanishes; and

H = —(V;u)2+(|)

is the electron energy in the noninertial reference
frame. For a small wave anharmonism, we have

J= %uﬁxKZB(K), (2.1)

where k2 = H/2A is the trapping parameter,

B(K) = E(K)—(lK;KZ)K(K)'

and K(k) and E(k) are the first- and second order ellip-
ticintegrals.
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In the region z > 0, most leading transit electrons
whose velocity becomes equal to the phase velocity of
thewave become retarded upon an increasein the phase
velocity; however, a small part of these electrons are
trapped by thewave. If N,=N(u,) and u arethe electron
concentration and velocity at the instant of their trap-
ping by thewave, 15 (R)=G+Rand R=J(H = ¢,,) are
the values of the adiabatic invariants of transit and
trapped €electrons at the separatrix, G = u¥2 + ¢,,, and
0, isthe maximal value of ¢, the electron distribution
after their trapping can be written in the form [1]

NG R
N; f1(J) = fOEG(T )E "=y o 2.2)
T'T - )
ou O%QO(TRO)E J<Ro,

where G = u§/2, Ry, =R(z=0),and N, =N(z=0). The
concentration Ny of trapped electrons in formula (2.2)
is defined with the help of the Liouville equation.
Equating the value of adiabatic invariant (2.1) at the
instant of electron trapping by the wave to its value at
any point z > 0, at which the amplitude and phase
velocity are equal to A and u > 1, while B(k) = 1, we
express G interms of uand H and substituteit into rela-
tions (2.2),

NSUS
D u fO(sz)!
N-f+(J) = O

%2—01‘0( v, H<Ho,

H > H,,
(2.3)

wherey = U¥/8TAA, and H, is the value of energy sepa-
rating the electrons trapped during the initiation of the
wave (z < 0) from the electrons trapped in the region
z>0, where externa sources are absent (H, =

2,/AA,/uU). Only leading transit electrons are trapped

over the time interval during which the phase velocity
increases; consequently, the distribution of trapped
electrons is completely determined by the distribution

of trangit electrons in the region v > u,. If fo(v2/v$)

decreases monotonically, the peak value in Eq. (2.3) is
attained for H = Hy; i.e., electrons are condensed in the
vicinity of thisenergy level. In the case of the Maxwell
function, this can easily be explained if we take into
account the fact that number of electronstrapped in the
potential wells in the course of evolution upon an
increase in the phase velocity of the wave is much
larger for low values of the phase velocity than for its
larger values. Obvioudly, the largest number of elec-
trons are trapped at the beginning of the wave evolu-
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tion, especialy in the case when the phase velocity of
the wave is close to the thermal velocity of electrons.

Using Eq. (2.3), we can write the electron current in
theregion z> 0 intheform

O1(9), ¢ >Hoy,
O =5 0). o <H,
(2.4)
: fo(yH?
i2(6) = 2;'“;*(H—(‘(1,';)dH+ .
. “fo(vi)dH
j2(9) = j NGED
(2.5)
o Nousfo(YH)
f IECED R
where
m 2, 2y o0
_ fo(u /vT)dHD
ju UNBD((I) [0 +2 I JZ(T—ME
df
~ O Grd- G P = jvdvud;’

Thefirst term in formula(2.5) isthe current of electrons
trapped during initiation of the wave and accelerated by
the wave to a velocity equal to u; the second term in
Eqg. (2.5) and thefirst termin Eq. (2.4) describethe cur-
rent of electrons trapped in region z > 0, while the sec-
ond term in the expression for j, is the current of reso-
nance transit electrons. Their mean currents are given

by

Onfl= za(Ho)l\llJofo(vf),
j dr

0= 2N, fo%deG
Go

Oud= —2RNfo(v7),
respectively, where

J(Ho) = ullj2(Ho—¢)
Informulas (2.4) and (2.5), the integration domain H >

Prax 1S Split by point /¢« [1]. The mean current
Oo + j1 + Ju/Jcoincides with the recoil momentum of
the plasma. It was noted earlier that resonance currents
of transit and trapped el ectrons compensate each other
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in the course of waveinitiation (i.e., their mean current
is zero). Therefore, the mean electron current density at
any instant of evolution is preserved and is equal to
zero, which can be easily verified directly. In the course

of prolonged evolution of the wave (fo(uzlvi) <

f,(vy’)), the current of resonance transit electrons
becomes negligibly small and is hence disregarded in
the further analysis. The condition ¢ < H, is equivalent
to the constraint on the phase |Q| < 6,, where 6, is the
smallest root of the equation Hy = ¢(6,). Consequently,
phase oscillations of electrons trapped in the region
z<0, as well as electrons trapped in the vicinity of
point z= 0, are bounded by the interval || < 6,. Their
contribution to thetotal current in the form of both inte-
grals (2.5) for a prolonged evolution of the wave
becomes larger than the contribution from electrons
whose phase oscillations are performed outside this
interval.

3. EVOLUTION OF A WAVE
WITH DOUBLE DISPERSION

Theevolution of awave in aweakly inhomogeneous
plasmais described by the equation [1]

9, uje) = o,
oy

which is a consequence of the Vlasov—Maxwell equa-
tions and has the first integral

_ @97
w= {5

(3.1)

+U(d), (3.2

where
)

U(9) = 2fui(¢)dd

is the effective potential. The dispersion equation for
the wave after integration of Eq. (3.2) can be written as
the condition of periodicity of potential ¢ in phase

D rmex
= [ dolLW-U), (3.3)
Drmin

where ¢, and ¢, are the roots of the radicand in the
integrand. Let usintegrate Egs. (2.4) and (2.5) first with
respect to ¢ and then with respect to H. Since, in the
case of the Maxwell distribution, the function

exp(-yH?)
21T

decreases exponentialy rapidly with increasing H, the
main contribution in the second integrand in Eq. (2.5)

fo(yH?) =
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comes from electrons with energy H = H,, (for thisrea-
son, wetake /H —¢ out of theintegral during integra-
tion, setting H = Hp) and Nyus = Ny; the remaining inte-
grals can be evaluated exactly [18],

. Ile ’ > H 3
U(e) = 2ufi@)do = Ei; $<H°
where
Us(9)
34
- uZNPE(qa—¢o)2—boexp5—§¢*§0_3,z(ﬂ¢)§,( )

Uo(9) = UNP{(¢ —0o)°

oo (3.5
—b;/Ho—¢ —by(Ho—¢) " —cy}.
Here,
- 2Ny
uNP.J/T(2y)¥*
b, = NPJTF( (VY D) — P(SYHo)),
8.2N _
2 = Sﬁ;\IPOfO(VTZ),
_ O+ jro+ jud
bo = L0 T p

Cy = byexp %—%H%D-alz(@Ho),

D_,(x) isafunction of a parabolic cylinder, ®(x) isthe
error function, and ¢ is a constant ensuring the conti-
nuity of U(¢). The effective potential U(¢d) can be cal-
culated exactly by expanding the integrand defined by
relation (2.5). The result of this calculation is cumber-
some and will not be given here; itisshown graphically
in Fig. 1 for the following values of the plasma and
wave parameters: T = 10° K, vy = 0.55 x 10" m/s,
vi/uy = 0.7, u/luy = 2.5 (1) and 3.5 (2).

At the first stage of evolution, the relief of U(¢) is
mainly determined by two points, viz., potential ¢, at
which the minimum of the effective potential is attained
and a potential equal to H, (henceforth, ¢ = ¢g).
Potential ¢ = H, defines the region ¢ > Hy, in which
U(¢) isvery closeto the effective potential in the linear
case, from region ¢ < Hy, where qualitative changes
caused by condensation of electrons at the bottom of
the potential wave accumulate. With increasing phase

velocity of the wave, the value of Hy = 2,/AA,/u
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decreases, while the value of ¢, increases together with
0+C= uNP¢,. Assuming that Hy = ¢, we can determine
the value of the phase velocity at which the first stage

terminates, u, = 2,/AA,/$, = 2. The dispersion of the

wave at thefirst stageisdescribedin[1], wherethe non-
linear correction to the linear dispersion equation is
determined.

Let us find out how the condensation of electrons
trapped in potential wells of the wave affects the pro-
cess of its evolution. If the wave evolution is long,
u> 2, the value of H, decreasesto H, < ¢, and the neg-
ative contribution introduced by the terms proportional
to b, to U;(d), as well as the terms proportional to b,
and b, to U,(d), is shifted to theregion ¢ < ¢,. For this
reason, in accordance with relation (3.4), the effective
potential U,(d) first increases upon adecreasein ¢ (see
Fig. 1) and then decreases after attaining its maximal
value for the potential

2A0 viJHo 0 1%
=M+ ex 3.6
b0 = T 2UNP (- Hg) P /2 (36)

intheregion ¢ < ¢,. Being acontinuation of U,(¢), the
effective potential U,(¢) also decreases with ¢ due to
the negative contribution of the terms proportional to b,
and b,, but then increases after attaining its minimal
value at

$r0 = Ho— J2AV
2 meexp(1v?)

Thus, after a long evolution of the wave, the effective
potential U(¢) acquiresthe second potential well onthe
left from the main minimum ¢, dueto thelocal increase
in the current of trapped electrons within the phase
interval -8, <Y < 6,, 6= 0"(H,) (seeFig. 1). After the
emergence of this well, the second stage of the wave
evolution begins—the variation of potentia ¢ is
bounded not by the left branch of the parabola U(¢) ~
(¢ — )% asat thefirst stage, but by the left wall of the
new well (see Fig. 1). As aresult, the lower part of the
wave ¢ < ¢, islowered still further relative to its upper
part in the interval -6, < Y < 6,, $(6,) = ¢, (Fig. 2).
Condensation of electrons at the bottom of the potential
wells of the wave leads to a peculiar effect, viz., sag-
ging of its potentia in the region of the minima of the
potential wells. Sincethe shape of the sag is determined
by the profile of the second well of the effective poten-
tia, the sag can be treated as afragment of a new wave.
After the formation of the second well in the effective
potential U(¢), variation of potential ¢ takes place
aternately in both potential wells. Consequently, the
Langmuir wave at the second state of evolution can be
represented as a sequence of aternating fragments of
two waves with different wavelengths, which are con-
tinuoudly transformed into each other. As the phase
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Fig. 1. Dependences of the effective potential on the poten-
tial of the wave; u/ug = 2.5 (1), 3.5 (2).

Fig. 2. Sagging of the wave potential .

velocity of the wave increases, potentia (3.6)
decreases, leading to an increase in the height of the
barrier separating the wells and shift to the left (see
Fig. 1). At a certain instant, the height of the effective
potential U(d) becomes close to the value of the first
integral U(¢,,) =W, remaining smaller than thisintegral.
At this instant, the formation of wave profiles is com-
pleted; i.e., we can speak of the amplitudes of the first
and second waves, which are A = ¢, — ¢, and A, =
¢ — 4o, Where ¢4 = ¢y and ¢, = Hy are the equilib-
rium valuesfor thefirst and second waves, respectively.
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We will use Eq. (3.1) for analytically describing the
evolution of thewave taking into account the sagging of
its potential. We evaluate the integralsin Egs. (2.4) and
(2.5) and expand the resulting expressionsinto seriesin
1 =9 — b1, §o = b — Py to the leading order in ¢,
and ¢, . After substituting expansionsinto Eq. (3.1), in
the reference frame associated with the wave, we obtain

o
(;_j.)zl = =NP(1-91)01, 0p<¢ <O
. (3.7
092 = —NP(1+9,)9,,

572 b <oy,

whereZ = z—ut, g; = gi(Y, 9o),

0u(Y: 8) = yboexpFLoHD 2(2v ),

_ _2flyH) O AV O
gZ(y)_uNPm u(Ho— ) 1%

_ DAL(1+cos(P;-6,-6)) +9,,
Py = EAz(l—COSLlJZ),

where A, and A, are the amplitudes of wave fragments,

Y, = Ikle—t, P, = Ikzdz—t,

— : ¢max_¢b — : ¢b
8, = 2arcsin | 2A 0, = 2arcsin 28,

and ¢, = ¢,0—A, isthepotentia sag. ThecurveinFig. 2
shows that, at the second stage of evolution, the value
of ¢, decreases from ¢, = A, to 2A,, while the value of
Omax iNCreases from 2A; to 2(A; + A,) (we assume that
Omin = 0). Consequently, if we take into account the fact
that A, = A, at the beginning of the second stage, the
values of 6, and 8, increase during this stage from 172
to the maximal value equal to 1. The period of poten-
tial (3.8)is2(6, + 6,).

For the initial equations describing dispersion of
wave fragments, we choose

k2 = NP(1-g,), kb= NP(1+g,). (3.9)
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It should be noted that system of equations (3.7) at
the second state of the evolution isnot self-consistent as
yet. The difficulty encountered in solving any self-con-
sistent problem isthat the electron distribution is deter-
mined by the electric field potential; however, to find
this potential, we must know this distribution. The dis-
tribution at the second stage of the evolution is not
known. Nevertheless, the solution of the self-consistent
problem is facilitated if we take into account the fact
that the distribution of trapped electrons is formed in
the course of capture of leading transit electrons, whose
distribution is known. The distribution of trapped elec-
trons is aso determined by the potential well profile;
however, this dependence is weaker. Indeed, the shape
of the wave should be taken into account only in calcu-
lating adiabatic invariants such as (2.1). However, the
value of an adiabatic invariant is primarily determined
by the amplitude and phase velocity of the wave and
depends on its shape to a smaller extent. Taking into
account these remarks, we will solve the self-consistent
problem of evolution of the wave at the second stage tak-
ing the distribution (2.3) of electronstrapped at the first
stage asthe initia distribution and assuming that A and
u are the amplitude and phase velocity of the wave at
the second stage.

An approximate solution of system (3.7) in both
cases has the form

2m(0; +06,) + 0, <P, <0; +(2m+1)(6, + 6,),

38
m=012,..., (38)

Obviously, A; > A,; Ay = 217k, and A, = 217k, are the
wavelengths of thefirst and second fragments. The cor-
rections to wavelengths, which are determined by
Egs. (3.9), are quadratic in A and can be disregarded
when A < 1.

Expressions (3.9) show that the dispersions of two
mutually supplementing fragments are different; when
the potential sag appears, the wavelength of the
sequence of fragments forming the lower part of the
wave (where electron condensation takes place)
becomes smaller than the wavelength of the other
sequence of fragments, which form the upper part of
the wave.

Thus, an important feature of the steady-state non-
linear solution of the system of Vlasov—Maxwell equa-
tions for aLangmuir wave evolving in a plasmawith a
positive concentration gradient distinguishing it from
other linearized solutions of this system of equations
(e.g., the Van Kampen mode) is that solutions can exist
in the form of double-dispersion waves, i.e., the waves
formed by the sequence of alternating fragments of two
waves, each of which hasits own dispersion.
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Thewavelength is equal to the sum of the lengths of
its fragments (I, = 26,/k; and |, = 26,/k,). Taking into
account formulas (3.8) and (3.9), we can write

)\=|1+|2=J%

y Ebrcsin J(dmax — p)/2A, N arcsin./q)b/ZA%
0 N1-0; Ji+g, O

At the beginning of the second stage, ¢, = do=A; = A,,
Omax — P = A, 9; =0, and g, = 0; consequently, the dis
persion is close to linear (UPNP = 1). At the end of the
second stage, ¢, = 2A, and ¢, = 2(A, + Ay); if wedis-
regard g, and g,, relation (3.10) leads to the dispersion

equation u./NP = 2. Doubling of the right-hand side as
compared to the case of alinear dispersion equation is
due to the fact that the wavelength of the hybrid of two
waves at the end of the second stageistwice aslarge as
the wavelength of each fragment (In the linear approx-
imation, the wavelengths A; and A, of the fragments are
identical).

To make solution (3.8), (3.10) self-consistent, we
must cal culate the adiabatic invariant of electronsin the
field of potential (3.8) and useit to find the electron dis-
tribution function at the second stage of the evolution.
As aresult of these calculations, we must replace y in
the expression for g, appearing in Egs. (3.7) and (3.9)
by the coefficient

(3.10)

2
u

16V2AA,

The reason for the transformation of the Langmuir
wave into the hybrid of two waves can be explained
considering the plasma as a system with many vibra-
tional degrees of freedom. At the first (quasi-linear)
stage of evolution, the wave has only one vibrational
degree of freedom; however, when the wave forms a
flow of trapped electrons, the plasma system acquires
one more degree of freedom determined by the flow
parameters. The proposed decay scenario is possible
for a wave loaded with trapped electrons with a distri-
bution in which the majority of trapped electrons are
condensed at the bottom of the potential wells of the
wave. In this respect, the model of wave decay studied
here differs from the models described in [15, 16, 19].

4. LANGMUIR WAVE PRIOR TO DECAY

The behavior of the wave and the variation of its
profile prior to the decay are most interesting. At the
end of the second stage, when the barrier height U,(¢,)
iscloseto W, we cannot state that anharmonism of wave
fragments is small and that solution (3.8) can be used.
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If we expand the exact expressions for the effective
potentials U,(¢) and U,(¢) into seriesin §; = ¢ — dyo
and ¢, = ¢ —d,,inthevicinity of their minima¢,, and

20, retain the terms proportiona to 7 and ¢3, and
substitute the resulting expressions into Eq. (3.2), after
integration we will obtain instead of (3.8) a solution
containing €lliptic cosines cn(Y, — 6, — 6,, 1,) and
cn(W,, T,) instead of ordinary cosines, where

~ ALY DexpE)—--——D2 -
L0775 400

2
0 A

_ A exp
AP vy Foan

It follows hence that anharmonism of the wave frag-
ments with amplitudes A, and A, is noticeable only
closeto the thermal velocity (whenu= v+, vy =1). For
the first wave, this can be explained by the fact that the
nonlinear correction to term (¢, — ¢,)? in the expression
for Uy(d) is exponentially small outside the region ¢ =
¢,. Consequently, formula (3.8) can be used for
describing the shape of the pulses with positive and
negative polarities in the region of equilibrium values
of ¢, and ¢, right up to the wave decay. In the region
¢ = ¢, in which potential U,(¢) attains its maximal
value, the wave profile substantially differsfrom asinu-
soid. To find out how the shape of the wave potentia
changesin thevicinity of ¢ = ¢, let us consider curve 2
in Fig. 1. In afield whose potential has the same shape
as curve 2, a particle executes a finite motion, being
reflected from the walls of a potential well and rapidly
passes through the region containing these wells.
Above the top of the barrier, the motion of the particles
becomes slower. The change in potential ¢ correspond-
ing to the motion of the particle in the case when W —
U(d,,) < Wisasequence of alternating pulses of posi-
tive and negative polarity (Fig. 3). To determine the
wave potential in the vicinity of ¢ = ¢, we confine our
analysisto the search for effective potentials U,(¢) and
U,(d) in this neighborhood. First, we obtain the distri-
bution of electronswith an energy of H = ¢, inthefield
of potential (3.8). Prior to the decay, ¢, = 2A,; conse-
quently, trapped electronswith an energy ¢, < H < ¢ o
will betransit electronsrelative to wave fragments with
amplitude A,, while electrons with an energy Hy < H <
¢, will be trapped. The adiabatic invariant for the
former electronsis

3= 2u Ak E(),

where k3 = H/2A,, while for the latter electrons,
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S T 10 3(91 +0,)
0,+6,

Fig. 3. Decay of asequence of solitonswith different polar-
ities into two sequences of positive and negative solitons.

-0.5

we have
J, = %u AK3B(K,).

Electrons with an energy H = ¢, are trapped at the
beginning of the second stage after the emergence of
the second potential well. Consequently, having deter-
mined the value of function (2.1) at this instant and
equating the result to the values of adiabatic invariants

J, and J, in the approximation E(k," ) = 1, B(k,) = 1, we
obtain the distribution of trapped electrons with energy
H = ¢, prior to decay:

Ofo(B1H),  ¢p<H <dpa
O ¥
%31 = 24
0 2viAg
fro = 0 ) (4.1)
Ofo(B2HY), Ho<H <y,
D 2
N
0 4VIAA,
Let us calculate the effective potential
Ui() = WNP(¢ —¢o)°
P (4.2)

~4u [ N Fro2(H—0)dH, ¢ > H,,
¢

and expand it into power seriesin § = ¢ — ¢, in the
vicinity of ¢ = ¢,. Retaining the terms up to those pro-
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portional to §>, we obtain

o O
U ($) = Uy(d,) —U*NP(ay - 1) — =
(¢) (¢,) —u %(q )$ ¢ ' 43)
b=0d,,
where
exp(—B1¢s)
= = Nj—oneo o2
a; = d1(By) ONPV% A

for q)b <H< q)maXa
h = Ch(B2) = Ga(B2: Pr)

for Hy <H < ¢,. Under the condition

—>ﬂoexp et

VT Vr

the coefficient of cT) informula (4.3) is negative, which
isrequired for the emergence of asoliton solution. Hav-
ing determined approximately the roots of the equation
W—U,() =0, wefactorize the expression W—U,($)
intheregion of ¢ > ¢,

W-Uy() = WNPLLE + @b,
¢ = o -0,
where
2 = oW = 3q1_—1, Sw = W- U1(¢b)
-1 4z u’NP

Integrating Eq. (3.2) in the vicinity of ¢ = ¢, with the
radicand determined above with the help of the substi-
tution

b =a- a2+cztan2§, (4.5)
we obtain
F(EO’ s) F(E Ts)
/NP , 4.6
u 3"I’I (a + )1/4 (4.6)
where

2= ar Ja© + cz,
2.a’ + ¢
while the value of &, can be determined from the equa-
tion
2&0 a

Ja?+ &
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AsU(d,) — W, wesat F(&,, 1) =K(ty informula(4.6).
After inversion of the incomplete elliptical integral in
Eqg. (4.6) and substitution of theresult into Eqg. (4.5), we
obtain

§ = t%a A/—Bl cn(ksz, TS))%
U

UL +en(kez, T (4.7)

NPq,/a’ + ¢

ks = 3

In thisexpression, Z = z— ut is counted from the point
at which ¢ attains its maximal value. Since expres-
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sion (3.8) is a good approximation for the potential in
the vicinity of ¢,, and ¢y, and expression (4.7) success-
fully describes the potential at the foot of solitons, these
solutions should be joined. Equating relations (3.8)
and (4.7), we obtain the points at which the half-wave
of amplitude A, is joined with the foot of the positive
soliton ¢ = ¢, *l, = *17k;, as well as the points at
which the half-wave of amplitude A, is joined with the
foot of the negative soliton: +l_= +17k,,

ki o = VNP(1F9,,).

At the end of the second stage, the wave potential inthe
reference frame attached to the wave in the interval
-AJ2 < Z < AJ2 assumes the form

0 0 A “AJ2<Z <=AJ2+]I,,
AL+ =
0 %1 skt 2%’ AJ2-1,<Z <\J2,
¢ =0 “AJ2+], <7< (4.8)
ow |:| s/ + s
Ch sn 3 /dn , T
%«/ql %E{ 4D %% 4D ﬂ l_<Z<AJ2-1,,

+A,(1 + cos(k,2)),

where A, isthe soliton period; the minus sign in front of

JOW/(q, — 1) correspondsto-AJ2+1,<Z <-_, while
theplussign correspondstol_<z <AJ2-1,.Theorigin
of the coordinate system coincides with one of the min-
ima of the potential.

Solution (4.8) is a periodic function with a period
(wavelength) A, = 4K(t)/ks. In the limit U(¢p,) — W,
the wavelength increases in accordance with the loga-
rithmic law [20]

_ 4,/3 In—2
JaNPa, A/1—T§

T,— 1.

(4.9)

5. DECAY OF A LANGMUIR WAVE

The evolution of plasma oscillations U;(¢,) = W at
the instant of wave decay should be considered sepa-
rately since the distance between the positive and neg-
ative pulses increases indefinitely. This obviously does
not affect the distribution function of trapped electrons
within the negative pulse. The lower part of potential
¢ < ¢, is determined by formula (4.8) as before. In the
[imit dw —» 0, c — O, potential (4.7) becomes asoli-
ton [20, 21]; it was noted above, however, that the self-
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consistent solution can be written only for negative
solitons:

Hpo—As{ 1+ cos(ky(z—ut))} ,

%z—utl <l
a

, 5.1
> cos’ (K (z—ut)/2) G

q):

_<|z- ut|<)\
>

DDDDD%_D

Here,

L 3B -1
az

*l_ = +11k, are the points at which the potential corre-
sponding to the foot of the soliton isjoined with a neg-
ative pulse.

To construct a self-consistent solution for a
sequence of positive solitons, we first find the distribu-
tion of electronstrapped by the field of the sequence of
these solitons. We assume that the potential of positive
solitons differs from zero only in avery small interval
AZ < A, where A, is the spacing between solitons. In
this case, the adiabatic invariant describing the motion
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of electrons trapped by the field of a periodic sequence
of solitonsis given by

= IA/z(H q>dz':—K(Ts)u 2H,,

H, = H—0,.

This adiabatic invariant has sense if the motion of elec-
tronsis periodic, which is possible for afinite distance
A between solitons. It will be shown below that,
although the distance between the solitons at the instant
of decay of the wave U(d,,) = W increases unlimitedly
upon adecreasein the growth rate of the barrier height,
it remains finite if this rate does not vanish. The distri-
bution of electrons trapped by a sequence of positive
solitons, which is calculated using this adiabatic invari-
ant, has the form

20 uw’K(1y)
fr, = foO=0 = fo(B,Hy), = =,
Th 0|:V$-|:| O(Bb b) Bb 2V-2|—A0

Comparing this distribution with (4.1), we note that
effective potential U,(§) remains in the previous
form (4.3) except that 3; must be substituted for (3, in
coefficients g,. Consequently, formula (4.7) can be
used for describing potential ¢ = ¢, at the foot of posi-
tive salitons. In the limit dw — 0, ¢ — 0, this poten-
tial becomes a soliton; consequently, for ¢ > ¢,,, we can
write

Hb, + A{ L+ cos(ky(z—ut))} ,

Hz—utl <l,,
a

, 5.2
P ot (k(z—u)/2) (52

(I):

L <|z—ut| <)\
2’

I:H:U:II:II:IQ_I:I

where a = 3(q;(B,) — 1)/q, and |, = 17k;. It should be
noted that the solution obtained in the form of alternat-
ing negative and positive solitons (5.1) and (5.2) is pos-
sible if the plasma becomes homogeneous for
U(¢,) —= W. Inthiscase, the wave does not experience
a decay and the distance between solitons increases
indefinitely.

The proposed scenario of the evolution of the Lang-
muir wave does not lead to the dispersion relation at the
instant of wave decay. In the case when U(¢,) — W,
the unlimited increase in the distance between solitons
can be easily explained using the analogy between
mechanical motion of a particle and variation of the
potential defined by Eq. (4.3). When the particle moves
above the top of the barrier and itstotal energy isequa
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to the barrier height, the time of flight of the particle
above the barrier increases indefinitely. Since the dis-
tance between solitons and their phase vel ocity increase
indefinitely at the instant of wave decay, the question
arises: doesthe decay occur at all? To answer thisques-
tion, we must take into account the fact that the time of
flight of a particle above the barrier (or, to be more pre-
cise, the time of particle transition from the trapped
to thetransit state and vice versa) becomesfinite dueto
a change in the barrier height (even if it is very slow)
[22, 23]. Analogoudly, if the barrier height U(¢,)
increases (even very slowly), the distance between soli-
tons remains finite.

Let us consider the case of alinear increase in the
barrier height

W-U(0y) = ea(z-2), & = ‘d____.(w‘dlz’("’b)) ,

where z,4 is the wave decay point. Let us analyze the
evolution immediately before the wave decay over a
distance on the order of several A, to the point z; of
decay. Having for convenience chosen the point at
which a positive soliton attains its maximum value at
t = O asthe origin, we denote in relation (4.4)

&g

=gz = g(Z +ut), -
u"NP(q,—-1)

s:

In this case, Eq. (3.1) for the right slope of a positive
soliton in its own reference frame assumes the form

& = ple-e)eire@riwy.
O0<z<gz,,
where ¢, = ¢,(kZ) = ¢(KZ) — ¢p. The minus sign in

front of the radical is chosen because d¢,/dZ < 0 on the
right slope of the soliton. For ¢ = ¢,,, we can write solu-
tion (5.3) in the highest order in € under the condition

k.Z
kz>1, cosh(kz)= —eXp(Z 2)
in the form
b :¢b+4ae_ksz—s—z-.§—)](%g(—sz—), 0<Z<z,. (54

Setting ¢ = ¢y, in the approximation Inz < kZz, we
obtain

A= 2in8

ks e

Thus, prior to decay, the wave acquires the form of

a sequence of aternating solitons with different polari-
ties (see Fig. 3). The spacing between the solitons

(5.5)
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increasesin the course of wave evolution and attainsthe
value A (5.5) at the instant of decay (i.e., the spacing
remains finite if the rate of increase in U(¢,) differs
from zero). Consequently, the application of the adia-
batic invariant is justified at the instant of decay also
provided that A, < L, where L is the characteristic size
of inhomogeneity. It should also be noted that

limeA, = 0O;

£e-0
therefore, the approximation ¢®= ez holdsin spite of the
very largevalue of A,. Since AW ~ ¢, the value of W has
no timeto change in the course of decay over distances
comparable to the wavelength:

lim(AW/W) = 0.
€0

Let us find the potential of waves after the decay
(U(d,) > W). This can be done within the adiabatic
approximation if the phase vel ocities of the sequence of
solitons before and after the decay are identical. The
guestion arises: what will happen after the instant of
U(¢,) = W upon asmall change in the effective poten-
tial profile U(9) if thischange only involvesan increase
inthe barrier height U(¢,) > W? The height of the effec-
tive potential barrier separating potential wells
increases with the phase velocity of the wave; conse-
guently, a gap appears between two sequences of posi-
tive and negative solitons (see Fig. 3). We can assume
that the two waves are formed at the instant U(¢,,) = W.
In the linear approximation, the currents of these waves
are determined by the distribution of transit electrons,
which does not change in the course of decay. This
means that the change in the relief of effective poten-
tialsU;(d,) and U,(d,) at adistance from the top of the
barrier isreflected only in correctionsin A; and A, of an
order higher than second. Thus, the shape of the shape
of positive and negative pulsesin the linear approximar
tion in the amplitude coincides with the shape defined
by expression (4.8) in the course of decay. At the feet of
these pulses, we can put ¢ = ¢,; in this case, the distri-
bution of trapped electrons in the given approximation
at the instant of decay remains unchanged. As in the
case (4.2), thisenables usto write the effective potential
immediately after the decay in thevicinity of ¢ = ¢, for
the first and second waves,

Ui($1) = UNPG;
2A;
—4UI Ngusfo(BpH) /2(H _(T)l)dH’
¢,
Uy($2) = uNP§3
oIS

+auf NqUs f o(B2H?) J2(H = ) dH,
¢

2

(5.6)
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where ¢; = ¢1 —p1, &2 =, — Pz, and by and G1p are
the minimal and maximal values of the potentials of the
first and second waves. The expansion of effective

potentials U,(¢,) and U,(¢,) into power seriesin ¢,
and ¢, inthevicinity of ¢ = ¢,,, inwhichweretain only
the terms containing ¢, and ¢, to a power not higher
than third, coincides with expression (4.3). However,
the results of factorization of W — Uy(¢,) and W —
U,(¢,) differ from expression (4.4) in the sign of dw.
Therefore, we have

W—Uy($1,2)

i i (57)
= UNPE((§],- ) (ag— 1)
where
2 ow Uy (9p) —W -1
c = , OW = ———— = 32—
-1 u’NP % 42

We assume that the amplitudes 2A; and 2A, of positive
and negative pulses do not change in the course of
decay. Substituting expression (5.7) into (3.2) and inte-
grating the result, we can write the potentials of the
waves after the decay in the form

% A, o(1+ cos(k, ,(z—ut))) £,

HZ—U'[|<|¢,
[l
01 5(z—Ut) = gF —F—2 sc,
0 cosh?(ky(z—ut)/2)
Ag
Hi<|z—utl<§.
O
Here

K. = [(ay + c)NPg, = [%a=C.
d 3 v ag+c’

the plus and minus signs correspond to positive and
negative solitons, respectively; and A, is the soliton
period. The solutions obtained above show that the gap

2¢ 0./U(¢,) —W

between the feet of negative and positive pulses
increases with the barrier height. The phase velocities
of the waves after the decay can be determined from the
condition of conservation of the mean energy flux den-
sity in the course of the decay:

Su(9) +S = Su(dy) +Sia(d2) + S + S
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Here[1],

2 2,
S/0) = BNT(E“’J? 23

Sy ) = NTEOLE)

are the mean energy flux densities of the field before
and after the decay (b, = ¢ for ¢ >0and ¢_= ¢ for

¢ <0);
S = 0(¢.) + (e )w’2,

Sz = Oy 2)|:Ui o2

are the mean density of vibrational energy fluxes for
trapped e ectrons before and after the decay; and

0
DIN fod (V«/Z)dVD,
0

Ll

L0
0,0= = N, f (vﬁ\)dv— Hq No fo(vD,
2 HDI Od . 0 T |:|

2./A

where f, = fo(v%2T) and u, is the phase velocity of the
wave, at which the electrons having energy H = ¢, at
the instant of decay were trapped. If we disregard the
difference between a and ay, we can assume that ¢, =
¢, and ¢_= ¢, at theinstant of decay; consequently, the
energy balance equation implies that the phase veloci-

ties before and after the decay areclose (U= u; = uy). It
should be noted that their values differ only by

J2(A; + A,) . The wavelength after the decay is given

by
N 4J§ ad]
Ag= , — 1. 5.8
JagNPQ, %«l e 8)

Comparing formulas (4.9) and (5.8), we note that the
wavelengths before and after the decay are identical if
ayg= a. Comparison of the potentials of the waves before
and after the decay shows that the shape of positive and
negative pulses changes insignificantly (mainly at their
feet). The shape of positive and negative solitons after
they pass the decay point changes only in the way that
the edges of positive solitons, which were formerly
connected with the edges of negative solitons, are now
connected to each other; the same is observed for neg-
ative solitons. Such a change in the soliton shape does
not lead to any appreciable change in the distribution
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function of trapped electrons (the more so, of transit
electrons).

6. CONCLUSIONS

The simplest example of decay is the generation of
new harmonics in a nonlinear medium [16]. The har-
monics are formed immediately after the decay and
their increase begins from zero intensity. In the case of
parametric instability, the existence of small perturba
tion waves against the background of a pumping wave
is presumed [15]. Decay instability with two perturba-
tion wavesformsaparticular case. The proposed model
of the decay differsfrom the known models sinceit can
be applied only to a wave loaded with trapped elec-
trons. The main distinguishing feature of our model is
that the wave experiences a qualitative rearrangement
prior to the decay. In the bulk of the wave, fragments of
anew wave are generated. Prior to the decay, a hybrid
of two waves possessing its own dispersion is formed.
After the complete formation of wave fragments, the
difference between their equilibrium states becomes
equal to the sum of the amplitudes A, + A,. Beginning
from thisinstant, the new wave can separate itself from
the origina wave. If, however, the waves remained
periodic at the instant of decay, their potentials before
and after the decay could not be joined. Indeed, the
phases of the waves at the decay point will be different
at different instants in view of the difference in the
phase vel ocities of the waves before and after the decay.
This problem can be solved if we take into account the
fact that the positive and negative humps become
steeper prior to the decay and that the distance between
the humpsincreasesindefinitely. In other words, to give
rise to two new waves loaded with trapped electrons,
the original wave istransformed prior to the decay into
asequence of solitonswith different polarities, whichis
not periodic at the instant of the decay. For a single
event of decay, an increase in the phase velocity by a

factor of 2,/A,/A, is sufficient, which can easily be

realized. It follows hence that new waves loaded with
trapped electrons will “gemmate” from the initial
Langmuir wave after the decay described above. Thus,
the evolution of a Langmuir wave in aweakly inhomo-
geneous plasma with a positive concentration gradient
is accompanied by the emergence of weak turbulence
with a scenario of evolution analogous to that proposed
by Landau for turbulence of a hydrodynamic flow of a
viscous liquid.
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Abstract—A self-consistent two-length scale theory of the interaction between a hydrophobic molecule and a
water environment is considered. This theory allows the width of the hydrophobic layer to be calculated for
molecules of arbitrary geometry by explicitly taking into account the water structure through the correlation
function of a pure liquid. This approach is used to calculate the density profile p(r) around a molecule of arbi-
trary geometry and the solvation free energy AG(R) related to the transport of the molecule from a vacuum to
aliquid. The model parameters are adjusted by comparing the results of numerical Monte Carlo simulations
taken from the literature with predictions of the model for molecules of spherical geometry. The free energy of
the interaction AG(D) between two spheres of radius R separated by distance D is also determined using the
developed approach. The model is generalized to electrostatic interactions within the framework of a self-con-
sistent scheme in which water is modeled by a gas of point dipoles. Analysis of the derived equations shows
that this theory coincides with the electrostatic theory of a continuous medium with an effective permittivity in

the limit of weak electric fields. © 2005 Pleiades Publishing, Inc.

1. INTRODUCTION

This work should be considered as a preliminary
step in constructing a general theory of the interaction
between solute molecules and a solvent. The ultimate
goal of the study is to calculate the binding constants
between biologically active molecules in awater envi-
ronment at a level of accuracy comparable to that of
molecular-dynamical calculations. Specifically, we
consider the narrower problem of quantitatively deter-
mining the solvation free energy of hydrophobic mole-
cules of arbitrary geometry in water.

There are many approaches to solving this problem
in the literature. In our view, they can be classified as
follows.

Explicit approaches. Theseinclude explicit molec-
ular-dynamical calculations and Monte Carlo simula
tions of the behavior of asolute moleculein an environ-
ment of solvent molecules. The shortcoming of these
approaches is that they allow the dynamics of the sys-
tem to be traced on time scal esthat are several orders of
magnitude shorter than those required to reach thermo-
dynamic equilibrium and to determine the correspond-
ing equilibrium parameters. In addition, the computa-
tiona time increases greatly as the number of mole-
culesin the system increases.

Empirical approaches. The main ideabehind these
approaches is to choose an appropriate parameteriza-
tion of the solvation energy. The relation between the
surface area of asolute molecul e accessible to a solvent
and the solvation energy or, more precisely, the part of
it associated with the formation of a cavity of the corre-
sponding size in the solvent is most commonly
assumed to be linear. Studies based on the idea of an
effective renormalization of the interaction in avacuum
using solubility, evaporation, and other datato allow for
the influence of water [1-3] also belong to this type of
works.

Semiempirical approaches. These approaches are
based on the solution of the exact statistical equations
that describe the microscopic properties of the corre-
sponding systems. Unfortunately, these equations can
be solved only in certain specia cases by introducing
simplifying assumptions (see, e.g., [4]). Nevertheless,
there is hope that the parameterization arising in these
approaches is more consistent with the physical picture
than the parameterization of “empirical” models. In
addition, these approaches retain many advantages of
“explicit” models.

The assumption that the solvation energy is propor-
tional to the molecular surface area, which is com-
monly used in empirical approaches [5, 6], appears
plausible in the case where the size of the solute mole-
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cule is much larger than that of the water molecule. In
contrast, for small molecules and molecules of complex
geometry, the corresponding surface areais often deter-
mined using rough empirical assumptions, for example,
by “rolling” awater mol ecule around a solute molecule.
Thiskind of calculations can hardly be considered sat-
isfactory from both theoretical and practical points of
view. Modifications of this approach can be found
in [7]. Another solution of this problem can be obtained
in terms of the Gaussian approximation suggested, for
example, in[8].

In our view, the following approaches are most con-
sistent and constructive among the theoretica
approaches devoted to the solute—solvent interactions.

1. Directly calculating the correlation function of a
solvent in the presence of asolute (with or without elec-
trostatic interactions). This scheme suggests two possi-
ble ways: (i) introducing special collective variables,
weighted densities, and constructing an appropriate
functional whose form is completely determined by
physical constraints [4] or (ii) choosing an empirical
closure condition for the correlation function that satis-
fiesthe hierarchy of integral equations[9]. Once the cor-
relation functions have been calculated, the remaining
thermodynamic parameters can be determined easily.

2. Caculating the mean density profile of afluctuat-
ing field in the presence of a solute molecule (with or
without el ectrostatics). The discrete structure of thelig-
uid on small scales is taken into account via the corre-
lation function of apure solvent unperturbed by the sol-
ute. The solute molecule is taken into account by the
requirement that the total solvent density be expelled
from the volume occupied by the solute [10-13]. The
solvation energy and the density profile near the solute
mol ecul e can then be cal culated by minimizing the free
energy.

3. The SPT [14, 15] and IT [16] theories. Both
approaches use the rel ationship between the probability
of spontaneous formation of a cavity of a given shape
and volume containing a fixed number of particles and
the solvation energy of the molecule that forms this
cavity. The cavity formation probability can be calcu-
lated from combinatorial considerations.

Our work may be placed into the second group of the
abovelist. We mainly usetheideas set out in [10-12], in
which a two-length scale model of the interaction
between hydrophobic molecules and a sol vent was con-
sistently developed and madified. In this approach, the
solvent density is described by afluctuating field with a
separated component that changes greatly at distances
on the order of the size of the water molecule; it may be
interpreted as a fluctuation of the medium. The remain-
ing part of the density is assumed to change slowly,
with the definition of a mean observed solvent density
being assigned to it. In our view, this approach is opti-
mal for the following reasons: on the one hand, being
“semimicroscopic,” it is physically clear; on the other
hand, being computationally much simpler and faster
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than the corresponding explicit approaches, it allows
the detailed structure of the solvent to be effectively
taken into account. Thus, our objectiveisto construct a
guantitative theory of the solute—solvent interaction for
molecules of arbitrary geometry. We take into account
the correlations of the medium (water) by specifying a
correlation function and adjust the remaining indepen-
dent model parameters by comparing them with avail-
able published data of numerical or actua experiments
for molecules of the simplest (spherical) geometry.

In our view, the approach being developed here has
the following advantages over other phenomenol ogical
theories.

1. The solvation energy of a molecule of arbitrary
geometry and the interaction energy of two or more sol-
vated objects are calculated in terms of a unified
approach. The derived equations require no specia
modification to allow for several solvated objects.

2. The discrete water structure on small scaes is
taken into account.

3. No empirical recipes like the rolling of the water
molecule around the solvent surface are required to
determinethe geometrical parametersof the solute. The
geometry of the solute molecule can be uniquely
related to the features of the interaction potential
between the latter and the solvent molecules. Although
some freedom in choosing the surface remains, it can
be removed by properly adjusting the free parameters.

4. The model contains a small number of free
parameters that can in principle be determined from
(numerical or real) experiments.

The paper is structured as follows. In Section 2, we
describe the model and derive the basic equations for
the equilibrium density and the solvation free energy of
molecules of arbitrary geometry. Here, we also com-
pare the numerical solution of the derived equations by
Monte Carlo simulation in [13] and adjust the free
model parameters. In Section 3, we calculate the solva
tion free energy of akanes and the free energy of the
interaction between two spherical molecules in water.
In Section 4, we discuss the results and derive the equa-
tions that allow the electrostatic interactionsin the sys-
tem to be taken into account.

2. MODEL

Following the general scheme set out in [10-12], we
consider asolvent whose density profileis described by
afield p(r). The part related to the fluctuations whose
length scale is specified by the correlation function of a
pure solvent, x(r, r"), which below is denoted by «r),
can be separated in the field p(r). The density n(r) =
p(r) — w(r) is the spatialy averaged component of the
field p(r) that changes greatly at distancesthat arelarge
compared to the size of the water molecule. Since the
solvent cannot penetrate into the volume v;,, occupied
by the solute, we must impose the condition p(r) =0 on
the field p(r) for r O v;,. The equality to zero of the
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density p(r) inside the volume occupied by the solute
resultsin efficient interaction between n(r) and w(r). In
general, however, direct interaction between n(r) and
w(r) should be added to it.

The thermodynamic properties of a pure solvent
(water) are determined by the free energy functional in
terms of the Ginzburg—Landau (GL) expansion, which
describestheliquid—vapor phasetransition. The density
n(r) actsasan order parameter. Theinteraction between
the small-scale and large-scale densities, w(r) and n(r),
can shift the state of the system into the evaporation
region. This, in turn, can cause a large decrease in the
water density near the solute surface, an effective dry-
ing-out of the surface. By minimizing the free energy
functional, we calculate the density profile and the sol-
vation free energy. It should be noted that the presence
of two length scales in our theory is the result of the
mean-field description in terms of the GL interaction
functional between water molecules. In a completely
microscopic theory, the division of the density into
small-scale and large-scale components is a redundant
procedure—all must be described in terms of the den-
sity p(r) aone. In this case, the theory must contain a
description of the interaction between water molecules
on amicroscopic level. An attempt to construct a com-
pletely microscopic theory was made in [4]. In our
view, the computational difficultiesin [4] severely limit
the applicability of thistheory to the solvation of mole-
cules with large sizes and complex geometry.

Before we turn to a detailed description of the
approach, let us consider the differences between our
model and similar (in content) models discussed
in[10-12]. In [12], the large-scale density n is des-
cribed in terms of a lattice model in which the entire
spaceisdivided into cells. The description of the densi-
ties by continuous functions used in our paper alows
this procedure to be avoided. In addition, in our paper,
all densities are calculated in a self-consistent way,
without invoking additional averaging over the fluctua-
tions, as, for example, in[11]. Thus, our model describes
more accurately the solvation of objects of complex
geometry and the interaction between solvated objects at
small distances than the modelsin [11, 12]. In addition,
we generalize the mean-field description of the solva
tion of hydrophobic molecules to charged molecules.

A. Free Energy Functional

In our model, the state of the liquid in the absence of
asolute is described by the functional

Folw n] = %Ioo(r)x_l(r, r’oo(r')drdr
D
+J’§—2(Dn(r))2 + W(n(r))édr.

Here, n(r) isthe slowly changing (mean) density of the
liquid, which is considered in our case as an order
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parameter; w(r) is the field that corresponds to the
small-scale density fluctuations; x(Jr —r'|) is the corre-
lation function of the unperturbed liquid; a is the phe-
nomenological parameter that must be defined by the
microscopic theory (see below); W(n(r)) is the self-
consistent potential specified in a standard way as the
Ginzburg-Landau expansion in terms of the order
parameter n(r) by afourth-degree polynomial:

W(n) = 2(n-n)*(n-n,)? (0<ny<n,<1), (2

where n; and n, are the values of the order parameter n
in vapor and water, respectively (below, unless stated
otherwise, it is assumed that n, = 0); b is the coupling
constant that, together with a, defines the surface ten-
sion (see (10)). Functional (1) consists of two (so far
independent) parts. The first term describes the nonlo-
ca small-scae Gaussian fluctuations of the solvent
whose spatia correlation is defined by the correlation
function x(|r —r']),

X(Ir=r') = Lia(r)w(r)i ©)

The large-scale part with the gradient termin (1) isthe
excess of free energy with respect to a homogeneous
liquid when the vapor-liquid interface is formed and,
thus, describes the density fluctuations related to the
vapor—liquid phase transition.

To some extent, the functional form of potential (2)
is chosen arbitrarily. In general, the functional form
must satisfy the requirements that directly follow from
the physical formulation of the problem. As was men-
tioned above, functional (1) with potential (2) must
describe the liquid—vapor transition near the solute sur-
face. The presence of a solute shiftsthe parameters of a
pure liquid into the vapor-iquid phase equilibrium
region [11]. On the other hand, this requirement may be
considered as an effective allowance for the repulsive
part of the solute-water interaction potential, thereby
fixing the mechanism of the hydrophobic effect. The
general form of the functional that describes the behav-
ior of the solvent in the phase coexistence region is
known; thisis a potential with two minimathat is usu-
ally parameterized by the GL expansion (see Fig. 1).
The specific form of the parameterization is not
exhausted by the polynomial form of the GL theory; the
main requirement is that the corresponding parameter-
ization describe correctly the vapor—liquid transition
region under nearly normal conditions. In general, the
GL expansion is enough to elucidate the main features
of the physical picture. One possible way of improving
the model in the future is to choose a more redlistic
form of potential (2) that appearsin the large-scale part
of the functional. Figure 1b displays an asymmetric
potential that belongs to a broader class of potentials
than that described by Eq. (2). The figure is shown for
n, =0.
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The potential W(n) in the GL expansion depends on
four parameters (a, b, ny, n,), two of which (n; and n,)
arefixed by the solvent density in the coexisting phases.
The parameters a and b are considered as free adjust-
able parameters of the theory. Assuming the more gen-
eral form of potential (2) shownin Fig. 1b, more specif-
icaly,

W(n) = W(n) +p(n—ny),

we may consider the relative difference between the
values at the minima of the potential, u(n, —n,), asan
additional parameter. This quantity is closely related to
the asymptotic behavior of the solvation energy in the
limit of large molecules. The asymmetry of the poten-
tial contributes to the volume-dependent part of the sol-
vation energy. This contribution tends to PV, as the
solute volume Vg, increases [14] (here, P isthe liquid
pressure). Simple estimates show that the contribution
from the volume part to the solvation energy on nanos-
calesis negligible compared to the part proportional to
the solute surface area[13]. Thus, we may disregard the
asymmetric form of the potential in Fig. 1b and con-
sider apotential that is symmetric relative to the phase
change, asin Fig. 1a. It isthisform of the potential that
isgivenin (2).

In the absence of interaction between the fields n
and w, minimizing functiona (1) leadsto the system of
equations

J’x(r —ro(r)dr' = 0, (49)

OW(n(r)) _
—aAn(r) + —gm-— = 0.

The solution of Eg. (4a) corresponds to the state of
ahomogeneousliquid, w(r) = const, while the solutions
of EQ. (4b) complemented by appropriate boundary
conditions describe the following: (i) the plane vapor—
liquid interface in the one-dimensional case, N(—x) =
n; = 0 (n(e) = ny) and (ii) the density profile near an
extended surface of macroscopic sizes in the two- and
three-dimensional cases. Inthiscase, n =0 on the solute
surfaceand [n =0 for |r | — oo. Inthis section, for the
simplicity, we restrict our analysis to objects of spheri-
cal geometry (discussion of the solvation of objects
with a complex shape is deferred for Section 3).

The solutions obtained can be qualitatively analyzed
by calculating the first integrals of motion by analogy
with classical mechanics [17]. Writing the Laplace
operator in spherical coordinates,

(4b)

An(r) = n"(r)+%n'(r),

multiplying (4b) by

n‘(r)z%
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(b)

\

\ 1, n

Fig. 1. Possible forms of the potential W(n). Case (a) corre-
sponds to Eq. (2) and is considered in this paper.

and integrating from the sphere radius r;, to o, we
obtain

—alg[&zr))z}dr—aﬁ(n'(r))zdr

in

" AW(r) ©)

Theintegration in (5) yields

(')’ =r, = I?(n'(r))zdr
Tin (6)
+ E[W(n(r ) ~W(n())].

Using (6) and the explicit form of potential (2), we can
calculate n'(r) at r = r;,,. The value of n'(r) determines
the qualitative behavior of the density profile. Sincethe
potential-related part in our case disappears, the density
monotonically increases from n; inr;,ton,in|r| = oo.
In practice, the density profile reaches its equilibrium
value at a certain distance from the solute surface. The
asymmetric potential can be analyzed in asimilar way.

The meaning of the parameters a and b becomes
clear in the limit of large radii, r;,, > 0, where d is the
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characteristic size of the water—vapor transition layer
(see below). Substituting (2) into (4b) and replacing the
interaction of n(r) with the solute molecule by the
boundary condition, we obtain

—aAn(r) +2b(n(r) = Ny)
x(n(r)—ny)(n(r)—n,) = 0,
n(lrl = rin) = nl’
n'(w) =0,

where ng,, = (n, + ny)/2. Assuming that r > & in (7) and
expanding the Laplace operator in a Taylor series,

0
+ODD

(7)

A:-__+2d =
I’drr>6

we derive an equation that defines the liquid—vapor
interface in the one-dimensional case:
—an"(r) + 2b(n(r) —ny,)
x (A(r)—ny)(A(r)—ny) = 0O,
N(Fin) = Ny,
n'(e) = 0.

The solutions that describe the density profile near the
solute are

(8)

+
fr) = o Bah L, 2

- _2 Ja
6_n2_n1’\/7b.

Itiseasy to seethat in the case of asymmetric potential
parameterized by the GL expansion, the large-scale
part of the functional contains only one parameter. This
parameter, o, fixes the width of the liquid—vapor inter-
face. Calculating the functional yields the following sol-
vation energy per unit area of a spherica molecule [18]:

9)

G 1

= 2
4Tr izn 4mr;,

d
><J’§—2(Dﬁ)2+g(ﬁ—nl)z(ﬁ—nz)%ﬁtrzdr (10)
2 0

ab fe)
= —A/é_-(nz—nl)s"‘ogmg,
where
ab
o= %(nz_nl)s

has the meaning of surface tension. When deriving
Eqg. (10), we substituted the exact boundary condition
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n(r;, — &) = 0 with the approximate n(r;,) =
clearly can be done for 0 < &/r;, < 1.

N, Which

B. Correlation Function

An important initial component of our theory isthe
bulk correlation function of a pure solvent, x(Ir —r'|)).
By definition,

x(Ir =r']) = A(r —r*) + A’h(|r —r7)).
Here, n is the mean solvent density in the bulk, h(r —

ry=g(r —r") -1, and thefunction g(|r —r'[) hasaclear
physical meaning:

n*(r)g(r) = V‘1<Za(r —r+ r,.)>.

i#]

(11)

(12)

The function g(r) can be either directly determined
from experimental data, or derived by numerical simu-
lation, or calculated from a self-consistent integral with
an appropriate closure condition [19].

The following relation directly results from the def-
inition of x(r —r"):

rL[(@J(Ilf —r')=1ar’

(13)
= 4Trr‘1J’h(r)r2dr =-1.

The latter equality may be considered exact, because
the compressibility of the liquid is infinitesimal. We

define the inverse correlation function x;l (r,r") as

_[df"xﬁ]l(f,f")X(lr"—f'l) =3(r'=r), rOvy,

Vin

(14)
Xin(r,1") = 0,

It should be noted that the integration in (14) is only
over the volume v;,, occupied by the solute; therefore,
the inverse correlation function possesses no transla-
tional invariance.

In this paper, we use two correlation functions:
(i) the correlation function of water derived from
numerical molecular-dynamical simulations [20] and
(i) the correlation function of hard spheres derived
from the solution of the self-consistent Percus-Yevic
integral equation [21-23]. The functions h(r) for water
and hard spheres are shown in Fig. 2. Both functions
correspond to the dimensionless water bulk density
n, = 0.7. Other approximate equations of the statistical
theory of liquids can be found, for example, in [19].

Having the correlation functions of water and hard
spheres at our disposal, we can compare the sensitivi-

r vy
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tiesof the density profile and the solvation energy to the
detailed structure of the liquid and to check the conver-
gence of the numerical scheme: the computational
result must be virtually independent of the specific
choice of the correlation function far from the solute
surface.

The correlation function naturally definesthe length
scale & in the theory. Below, wefix § = 2.78 A, the dis-
tance from the coordinate origin to the first peak of the
correlation function.

C. Partition Function

Let us now turn to the solvent—solute interactions.
We take into account the solvation of the molecule,
first, by requiring the absence of a solvent within the
volume occupied by the solute, v;,;:

p(r) = n(r) +w(r)=0, (15

and, second, by introducing a direct interaction
between the small-scale and large-scale solvent densi-
tiesin the simplest form,

V[iw,n] = cj’w(r)n(r)dr, (16)

where c is the coupling constant. Below, all analytical
calculations are performed for an arbitrary c; the results
of our numerical calculations are presented only for
¢ = 0. The case of ¢ # 0 requires a separate analysis.

We define the solute—solvent partition function as

Z = [2{w(n} [3k (e, (17)

rav;,

where
F = Folw, n] +V[w, n] +Idr¢(r)p(r), (18a)

p(r) = n(r) +w(r). (18b)

We write the constraints imposed by the Dirac & func-
tion in (17) using the functional Fourier transform as

_ 1
rlm_vlrma[p(r)] - (ZH)J\rJ.@{qJ(r)}

(19)
x exp%jp(rwr)dr%.
0. 0

in
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Fig. 2. The correlation function of water and the Percus—
Yevic correlation function of hard spheres. The distance is

in dimensionless units r/g (€ = 2.78 A, the dimensionless
bulk density of water in these unitsisn, = 0.7; the solid and

dashed lines represent hard spheres and water, respectively.

Here, N is the number of space points in the product
0y (---), and the integration is over al points of

al fields (r):

DLWrR =] o (r).

rov,

This representation allowsthe partition function in (17)
to be written as a functiona integral over the fields

w(r):
Z = = [B{(r)} DLW} e Sonyl,

(20)
S, n @] = Flw,n] +iIP(f)lIJ(f)dr,

in

where = isaconstant that depends on the normalization
of the partition function Z.

The partition function Z with the action Jw, n, Y]
defined by (20) isakey object of the theory. Such basic
guantities as the total, p(r), and mean, n(r), densities,
the solvation free energy AG, and the interaction free
energy of several solvated objects, can be determined
using the generating functional Z.

D. The Mean Density

Having first integrated all fields in (20), we deter-
mine the mean (large-scale) density n(r) by requiring
that

oS[n(r)] _
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Fig. 3. Typical profiles of the large-scale density n(r) around a spherical molecule for various radii R;,,: the solid and dashed lines

represent water and hard spheres, respectively.

or, in explicit form,

OW(n(r))

—aAn(r) + 3n(r)

—2cn(r)

—cdr [ drxm(r, r)x(r' =r"Hn(r")
‘/Ju; ‘;[n (223.)

+Idr'x;11(r,r')n(r') =0,

r v,

and

OW(n(r))

—aln(n) + =5 M

—&fwxw—wmuv

+c2J’dr'J'dr"J’dr'"x(lr—r'l)

v v

in Vout

X Xin (', T )X (P = )n(r™)

in

(22b)

—cJ'dr'J’r"x(lr —r DX (', r)n(r") = 0,

v v

in in

rovg.

Thus, condition (21) leadsto asystem of integro-differ-
ential equations that relate the density n(r) in the inner
region, v;,, occupied by the solute and the density n(r)
in the outer region, V.

In this paper, we consider only thecaseof c=0, i.e,,
when there is no direct coupling between the small-
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scaleand large-scalefluctuations. In this case, the equa-
tions are simplified significantly:

—aAn(r) + 6_______Vg/r(]r(1r(;))
(233)
+IwyﬂanUU=QrDVw
—aAn(r) + QW__(_QU_D =0, rQO Vout- (23b)

on(r)

The following technique is used to numerically solve
system (23a), (23b). When Eq. (14) is solved, the deter-
mination of x;} (r, r') takes the bulk of the com-

putational time. To speed up this procedure, let us mul-
tiply (23a) by x(Jr —r'|) and, integrating over the entire
space Vi (Vigt = Vin O Vo), Mmake use of (14). We then
obtain

n(r)+J'0|f'X(|f—f'|)

n

. OW(N(r ) _ (24)
x H-ann(r )+%E =0, rOv,
—aAn(r)+§—V%/-(n—r('—§—;-)—) =0, rOvy.

These equations no longer explicitly contain x;l (r,r");
therefore, (14) may not be solved at al, thereby reduc-
ing significantly the computational time.

The general form of the density profile n(r) for a
spherical moleculeat certain (so far arbitrary) constants
aandbisshowninFig. 3. Thevapor (n,) and water (n,)
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densities are n; = 0 and n, = 0.7, respectively. The
numerical solutions of (24) were obtained by using the
correlation functions of hard spheres (dashed line) and
water (solid line).

The presence of regions with a negative density
should not be considered an erroneous result, since
only the total density p(r) should be positive, while the
density n(r) is auxiliary in nature, defining the remain-
ing quantitiesin aself-consistent way, and hasno literal
physical meaning. That the averaged large-scale den-
sity n(r) has a negative mean value within the solute
just impliesthat the density fluctuations are asymmetric
in thisregion, so locally [d[# 0.

Thetotal density p(r) =n(r) + w(r) that corresponds
to the minimum of functional (20) satisfies the system
of equations

p(r) =0, rQ0Ov

p(r) = n(r)—Idr'Idr"x(lr =r'l)

v v

in in

X Xim (1, 1IN(r")

+cJ’dr'J’dr"Idr"'x(|r —r'l)

Vin Vin Vin

X Xin (", 1)X(IF =" )n(r™)

(25)

—cJ’dr'x(Ir—r'I)n(r'),

Vou

r vy

Asin the case of system (23), Egs. (25) at ¢ =0 can
be written in a form that does not explicitly contain

Xin (r, 1) [10].

E. Solvation Free Energy

We define the solvation free energy AG as the
energy that should be spent to transport the solute from
the solvent to a vacuum (we make no difference
between AF and AG, since PV, < AG). The partition
function of the solvent containing the solute molecule
can be written by directly using (17) as

Zsolv—sol = J- gzj{(J‘)(r)} |_| o [p (I’)] 6_91

rdvy

(26)

where F is defined by Eqg. (18a). The solvation free
energy AG can be calculated in a standard way as the
logarithm of the ratio of the corresponding partition
functions,

AG = —Infes

solv

(27)
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Here, Z,, is the partition function of a pure solvent in
the absence of a solute. At first glance, it seems natural
to write Zg,, as

Zay = [ DL} e (28)

Vsolv

However, the divergences that are formally related to
the emergence of an uncompensated product of the
Gaussian integrals in the ratio Zy, o /Zy, arise
when (28) isdirectly used to calculate (27). Physically,
these divergences are associated with the difference
between the statistical ensembles in which the corre-
sponding partition functions are calculated. When we
represent Zg,,_s in form (26) by imposing constraints
intheform of ad function, wefix acertain total density
p within the solute volume v;,; thus, with regard to the
field p, we are dealing with a canonical ensemble. At
the sametime, calculating Z,, using (28), we take into
account al the possible configurations of the field p
within the volume occupied by the solute, which corre-
sponds in meaning to alarge canonical ensemble.
Equation (28) can be regularized by using the rela-
tion between the solvation free energy and the probabil -
ity of spontaneous formation of a cavity with a given
volumeinthesolvent [11]. Let usrepresent AG in (27) as

Z,(0)

S Z,(N)

N=0

AG = —In (29)

where Z,(N) isthe partition function of the solvent, pro-
vided that N solvent molecules are in the volume v;,,.
Let us pass from the summation in (29) to integration
by introducing the corresponding continuous variable
n = N/v;,, the mean density of the solvent molecules
within the volume v;,,. Z,, can then be written in regu-
larized form as

Zgy = Idﬁj@{w(r)}
0 Vg (30)
1 3 p(r)-fje”.

rvg

In this paper, we use adifferent expression for Z, that
can be derived from the above expression via integra-
tion over thevariable n by the stationary phase method,

Zoy = I@{w(f)} BE bp(-ne”. (3

V slv ro Vsl

Thus, definition (27) with the partition functions (26)
and (31) naturally arises from simple physical consid-
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Fig. 4. Qualitative behavior of the normalized solvation free energy for various parameters aand b in the large-scale functional of

the excess free energy (1) (Ieft panel); the contributions A Gcorr

AGsurf and AGIm to the normalized solvation free energy of a

spherical molecule, AGSDN (Rir) @ a=0and b =30 (right panel).

erations and no longer contains any divergences. It is
important to note that the equilibrium density profile n
minimizing Zg,, in (30) coincides with the equilibrium
bulk density of a pure solvent, n; therefore, the effec-
tive action in (31) that corresponds to this density pro-
fileis exactly equal to zero.

The solvation free energy AG can be calculated by
substituting the equilibrium density profile ng(r) =
n(r) derived by solving system (22a), (22b) into func-
tional (18a). The solvation free energy G = F{ny} can
then be represented as the sum of three terms:

AGg,, (Vin) = AGgyr + AGg, + AGiy, (32)
where
AG,, = %J’neq(r)xi_nl(r,r')neq(r')drdr',
(33)

AGgy = g[(mneq(r))zdr,
AG,, = IW(neq(r))dr.

Asinthe calculations of the mean density n(r), we con-
sider only the case of ¢ = 0. Using (23a) and (23b), we
can rewrite (32) without the inverse correlation func-

tion xi_nl(r, r') as

BGau(vi) = [V -D5er. (39
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In Fig. 4, the normalized solvation energy

AGey = AGg,,/4TIR?, (35)
for aspherical moleculeisplotted against itsradius R,,,.
Also shown here are the corresponding specific contri-

butions {Aécorr, Aéwrﬁ Aéint} = {AG, AGgr,
AG,}/(4TR, ).

The solvation free energy of a spherical hydropho-
bic molecule [10-12] is proportional (as expected) to
the volume of the solute molecule for fairly smal R,
andtoitssurfaceareafor fairly large R,,. Weclearly see
a nonmonotonic behavior of the solvation free energy
as afunction of the size of the solute molecule, which
has already been discussed previously (see, e.g., [13]).

F. Adjusting the Model Parameters

The free parameters a and b of functiona (1), (2)
were chosen to satisfy the following requirements

The theoretically calculated normalized solvation

free energy AGgy = AG,,/(41R?) for a spherical mol-
ecule of radius R (see (35)) should closely agree with
the results of Monte Carlo simulations [13].

The theoretically calculated total density p(r |R) for
several radii R of a spherical molecule (25) should
reproduce the behavior ng(r) of the correlation function
near a spherical cavity of radius R derived from Monte
Carlo simulations [13].

The corresponding results are shown in Fig. 5 for
a=9andb=230.
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Fig. 5. (8) Normalized solvation free energy (34) of a spherical molecule in comparison with the results of Monte Carlo simula-
tions[13]; (b) the total density profile p(r)/n around a spherical cavity of various radii R;,, in comparison with the results of Monte
Carlo simulations [13] for the correlation function g(r); the dots represent Monte Carlo simulations, the solid and dashed lines cor-

respond to water and hard spheres, respectively.

The dashed and solid curves represent the results
obtained using the correlation functions of hard spheres
and water, respectively, under normal conditions. The

solvation free energy AGsy is presented in Fig. 5 in
dimensionless units AGsiv /y, Where y is the surface

tension of a plane liquid—vapor interface. The numeri-
cal value of y= 72 mJm2 was taken from [13].

The solvation free energies AG,,, and AGey calcu-
lated by directly using (34) and (35) can be converted
to standard units using the scaling relations

EAGSO,V[dimensionIess units] x 0.2479 = AGg,,, kcal/mol,

E,Aésow[ dimensionless units] x
0

In al of the subsequent calculations, these scaling fac-
tors are used without modifications.

3. RESULTSAND DISCUSSION: THE SOLVATION
OF ARBITRARILY SHAPED OBJECTS

Using our theory, we calculated the solvation free
energy of neutral molecules (linear alkanes) and the
interaction energy of several objects of simple geome-
try (spheres).

A. Solvation of Alkanes

As noted above, the model parameters and the scal-
ing factors were adjusted in a such a way that the
numerically computed solvation free energy and sol-
vent profile near the solute agreed closely with the
Monte Carlo simulations for hard spheres (see the pre-
vious section); subsequently, they no longer changed.
We used the same values of the parameters to compute
the solvation free energy of alkanes. Aswe show below,

JOURNAL OF EXPERIMENTAL AND THEORETICAL PHYSICS Vol. 101

0.2479
78)°

= AGa, keal/(mol A?). (36)

the results obtained are in excellent agreement with
predictions of the scaled particle theory (SPT), whose
parameters were specialy adjusted to alkanes[24].

This close agreement requires elucidations. Thereis
the opinion [25-27] supported by numerical simula-
tions that the solute-solvent interaction energy can be
divided into two parts: (i) the cavitation component of
the cavity formation free energy, AG.,,, and (ii) the dis-
persion (attractive) part corresponding to thetail of the
Van der Waals (VdW) potentia, AGgg,. The numerical
simulation methods based on thermodynamic integra-
tion allow each of the contributions, AG,, and AGg;g,,
to be calculated separately [27]. They can aso be cal-
culated separately in the SPT suggested in [14, 15]. The
corresponding calculations were performed in [24],
whose authors reported excellent agreement between
the sum AG, + AGgyg and the experimental data.
Extreme caution should be exercised with regard to the
latter assertion. The point is that the experimental sol-
vation free energies for alkanes are extracted from data
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Fig. 6. Schematic view of a solvated cylinder with hemispherical edges (a) and two spherical solute molecules (b).

on their solubility in different solvents, in particular, in
water. The universally accepted procedure for deter-
mining the solvation free energy is described in [28].
Some of the authors attempt to apply various kinds of
corrections to the solvation free energies obtained in
thisway (more specifically, to the dispersion tails of the
VdW potential) [29], which can significantly change
the corresponding quantities. The “corrected” experi-
mental datafrom [29] are given in [24]. In general, the
cavitation component remains unchanged. Therefore,
we will focus our attention on the determination of this
quantity.

In the model described above, the solute is consid-
ered as an object surrounded by a hard wall; thus, only
the cavitation part of the solvation free energy is taken
into account. The attractive part of the Vdw potential
has not yet been considered. In our view, there are no
fundamental difficulties of including this part of the
interaction in our model. In addition, the d-function
constraint in (19) can be modified to describe the Vdw
potentia in the region v,, more accurately. The corre-
sponding computations are being performed and will
be the subject of aseparate analysis. The cavitation part
of the alkane solvation free energy calculated in our
model and the results obtained in [24] and [30] are
givenin thetable.

Recall once again that the parameters a = 9 and
b =30 in our model and the scaling factors (36) were
adjusted to agree with the results of Monte Carlo simu-

Comparison of the calculated cavitation part of the solvation
energy for alkanes, AG.,, for our model with the results

obtained in [24] and [30]

AGg,,, kea/mol JAC NG,
Alkanes | i model) | keal/mol [24] | keal/mol [30]

CH, 5.69 561 536
CoHe 754 753 7.5
CaHa 9.07 9.13
CaHio 1052 108
CeHip 11.96 1238
CeHuu 13.24 1438 14.22
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lations without any additional adjustment for alkanes.
The volume v;,, occupied by the alkane molecule was
calculated as follows. Having taken the coordinates of
the centers of all atoms from a standard database, we
surrounded them by spheres of radius 3.5 A for all car-
bon atoms (the length of the C-O bond in water) and
3.05 A for al hydrogen bonds (the length of the O-H
bond in water) by defining v;,, asthe union of the corre-
sponding spherical volumes. We determined the
lengths of the C-O and O-H bonds by calculating the
pair correlation function [C(methane)-O(water] and
[H(methane)-O(water)] of a system composed of
216 water molecules and one methane molecule by the
Monte Carlo method [31]. Similar values of the param-
eters can be extracted from the force fields suggested
in[32].

As was mentioned above, the dispersion part of the
VdW potential can be easily included inthe model. The
simplest way isto add thefollowing term to the original
GL functional:

Ugp = J’U(r)n(r)dr,

where U(r) is the attractive part of the VdW potential.
With this modification, Egs. (23a) and (23b) for the
equilibrium large-scale mean density change somehow.
More specifically, Eq. (23a) remains unchanged, while
an additional term related to the presence of potential
U(r) intheregionr [ v, appearsin Eg. (23b):

OW(n(r))

—alAn(r) + 3n(r)

+U(r) = 0. (37)

B. Solvation of Cylindrical Objects
and the Interaction between Two Distant Spheres

In this section, we consider the solvation free energy
of acylindrical cavity and the interaction energy of two
spherical cavities in a fluctuating medium (i.e., water).
Both systems are schematically shown in Fig. 6.

The analysis of these questions has a double meaning.

(1) First, we analyzed the skin depth of the solvated
object. A direct calculation of the solvation free energy
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Fig. 8. Interaction free energy of two spherical solute molecules, AGgy,, versus distance between their centers D for R=0.4¢ (a),

0.7¢ (b), and 0.9% (c).

for biological systems such as ligand-proteins take sig-
nificant computational time. Indeed, according to (24),
the large-scale density n(r) must be taken into account
at all points of the solute within the volume v;,,. On the
other hand, it is clear that the hard-wall constraint pre-
vents the density n(r) from penetrating deep into this
region. The penetration depth of the density n(r) into
the volume v;,, can be estimated by considering the sol-
vation of cylindrical molecules of various radii and
lengths.

The solvation free energy AG.,(L|R) is plotted
against the length L for several radii Rin Fig. 7a.

As we see from Fig. 7b, the slope of the curvesin
Fig. 7ais constant for R > Ry = 1.4 = 3.9 A. This
implies that the fluctuating density field for R> R, pen-
etrates into the solute to distances up to a certain fixed
value (i.e., to the skin depth). Thus, the part of theinner
volumelocated at adistance larger than the skin length,
Ry = 3.9 A, inward from the solute surface may be dis-
regarded.

JOURNAL OF EXPERIMENTAL AND THEORETICAL PHYSICS Vol. 101

(2) Second, we anayzed the interaction energy
AGgy, = AGg(DIR) — AGg(D — «|R) of two spher-
ical molecules of radius R as a function of the distance
D between their centers. The interaction free energy
minus the solvation free energy of the separate spheres,
or the mean-force potential [33, 34] AGg,,(D|R), was
calculated for the potential of ahard wall U(D),

[k, D<2R,

u(b) = Ep D >2R;

i.e., we again considered only the cavitation part of the
interaction energy by disregarding the dispersion
(attractive) part of the VAW potential between the
impenetrable spheres of radius R. Even for this simpli-
fied model situation, we found the behavior of
AG4,(DIR) with distance to be qualitatively different
for different R with respect to the scale length &. It
should be noted once again that AGg,, isthe interaction
free energy of spherical cavities minus the solvation
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free energy of the two spheres dissolved separately,
AGg(D — =|R). The qualitative behavior of this
guantity isshown in Fig. 8.

For all values of theradius, R=0.4¢ A, 0.7¢ A, and
0.9¢ A, we reproduce the nonmonotonic D dependence
AGg;(D). The nonmonotonic behavior of this type is
related to the oscillations of the water correlation func-
tion. A qualitatively similar behavior was found earlier
using direction simulations consistent with SPT predic-
tions (see [33] and references therein) and calcula-
tions based on the concept of solvent surface accessi-
ble area [34]. Including the attractive part of the VdwW
potential can significantly change the behavior of
AGg;(D); nevertheless, the nonmonotonic behavior of
AGg;(D) will remain.

Comparison of Figs. 8a and 8c shows that the
dependence AGg,(D) is sensitive (even on aqualitative
level) to the radius R of the interacting spheres. The
effective attraction between smaller spheres is weaker
than that between larger spheres. Qualitatively, the
emerging picture can be understood from the following
simple considerations. For fairly large sphere radii,
R = &, the fact that the molecules are closely spaced is
attributable to the loss of free energy, which can be
interpreted as a classical manifestation of the Casimir
effect. At the same time, small (with R =< &) objects fit
into the spontaneously forming (through fluctuations)
cavitiesin water with sizes of the order of &; asaresult,
the loss of energy that corresponds to the spheres being
closely spaced is much smaller than that for larger
objects. Moreover, it can be noticed (Fig. 8a) that the
mean-force potential has the attractive (negative) part
that corresponds to the second molecular water shell.
Thus, two fairly small spherical objects can form a
spontaneous bound state, being separated by a mono-
molecular water shell. The detected effect isin qualita:
tive agreement with the results of [23], in which the
authors analyzed the mean-force potential acting
between two spherical molecules.

4. ELECTROSTATICS
IN A FLUCTUATING DIPOLAR MEDIUM

There are several aternative ways of including the
electrostatic interactions in our model. In the simplest
standard scheme, the permittivity of the solvent, ¢, is
assumed to depend linearly on its density n(r), i.e,
g(r) =1+ an(r). Here, we do not use this assumption;
instead, we treat the solvent as a gas of dipoles, obtain-
ing a system of self-consistent equations as a result.
Our approach is ideologically close to the model of
Debye screening in an electrically neutral plasma[35].
In contrast to the plasma, this model imposes holo-
nomic constraints on the motion of charges of opposite
signs, resulting in the formation of dipoles. Many
papers are devoted to the screening in systems com-
posed of charged extended objects. The theory that is
most suitable for our purposes was developed in [36].
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Below, we derive the basic equations that include
both the electrostatic and hydrophobic interactionsin a
fluctuating medium.

Let us introduce the following quantities: p, (r, T)
isthe charge distribution in the solvent molecule with a
given orientation T and the center of mass|ocated at the

coordinate origin (pp (f, T) = 0 outside the molecule);

pe, (r) is the charge distribution in the solute; and
@(r) is the effective mean electrostatic field.

According to thelogic of the mean-field approach [36],
the molecules of the medium are in an effective el ectro-
static field @(r). Averaging over the spatial charge
distribution in the molecule yields the mean energy of
amolecule:

or, 1) = ‘[tpeff(r')pﬂnm(r'—m)dr'- (38)

The electrostatic potential @(r) is defined by the Pois-
son equation

Ay (r) = —gp&l(r)—u(r), (39)

where (r) is the polarization charge of the medium
associated with the orientation of the molecules along
the electric field,

u(r) = H(e‘”f””—l)p%«r—r', 1)

(40)
xp(r) e

T

and p(r) = n(r) + w(r) is the fluctuating density of the
medium. Disregarding the small-scale fluctuating part
w(r), we can write the following in the mean-field
approximation:

u(r) = ﬂ(e““"("”—l)p?ml(r—r', on(r)

dQ,
 ——
41

(41)
d’r.

The free energy functional for the system can be
written as

FIN(), @u(r)] = [dr F(0n(r)* + W(nf

+ :—ZLJ’dr dr'n(r)xin(r, rn(r’) (42)

in

+A[dr (1@ (1)
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where A is a coefficient that depends on the chosen sys-
tem of units; it is commonly assumed to be equal
to 1/(8m).

According to [37], the minimum of the functional
corresponds to equilibrium charge density and electric
potential distributions, provided that the relation
between the charge density and the potential intheform
of the Poisson equation is retained. It thus follows that
we must vary the functional

FIN(), @u(r)] = [ar E5(ON())” + W(n)

+ %J’drdr'n(r)xﬁ(r, ryn(r’)

(43)
+A[or (@ ar(1))’

* (Ao (n)Fhgu(r) + S2p%(r) + u(r

inwhich the field ¢ appears as the Lagrange multiplier,
for the constraint specified by the Poisson equation.

Minimizing F in fields ¢(r), @«(r), and n(r), we
obtain a system of self-consistent equations whose
solution yields the corresponding equilibrium field and
density distributions in our problem.

So far, the charge density distribution in the solvent
molecul e has been assumed to be arbitrary. Let usillus-
trate the application of the theory outlined above for a
liquid of point dipoles. In this case, the charge density

Py isgiven by

p?nol(r) = ea%—li%_e6% +Iﬂ%
=—elld (r) = —d5 (r),

(44)

where d is the dipole moment of the molecule. Then,
o(r,d) = —_[dr'¢eff(r')dDr-5(r'—r) =dl «(r).(45)

This eguation, together with the linearized form (40),
leads to the following expression for the polarization
charge density u(r):

dQ
H(r) = [[dr' 7 B0 Gur(r)dD,3(r =1") o

2
= L2 w(r)).
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Substituting the latter relation into functional (43) and
minimizing it yields

5F

- = —aAn(r)+66lnv+Idr'xi_nl(r,r')n(r')

Vin

2
-LPo (@ w(n) = 0,

5F _ d’p
5o 3 a(n(r)@ (r))

—MA@pp +Ad(r) = 0,

(47)

65—:1: = A(Peff+4?npq6}\§.(r)
2
+ Lo w(r) = 0.

This system of equations should be complemented by
physically justified boundary conditions such as

a9(r) .
THO, [r| — oo;
QPer(r) — 0, [r| — oo; (48)
n(r) —n, |r|— .

It is easy to verify that Egs. (47) transform into the
standard equations for a continuous medium with an
effective permittivity dependent on the density of the
medium in the limit of a weak e ectric field. Indeed,
when the field @ is weak enough, in view of the sec-

ond equation of system (47),
Pt ~ 0, (49)
which implies that
D o D(ngf- (50)

Given relations (49) and (50), it can be seen that
Egs. (47) split in the first order in @ . Therefore, they
can be written as

—aAn(r)+66inV+J’dr'x;]l(r,r')n(r') = 0,
Vin (51)
¢ (n)B (1) +Tofu(r) = 0,

where

s(n(r))=1+i3[3n(r). (52
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The closed system of equations (51), (52) describesthe
electrostatics in a continuous medium with a permittiv-
ity proportional to the density of the medium.

It should be noted that our model suggests the
absence of a correlation between the orientational
degrees of freedom of the water molecules in the bulk
and in the immediate vicinity of the solute surface. We
can preaverage u(r) in (41) over the corresponding ori-
entational degrees of freedom only in this case. Our
assumption is based on the conclusionsdrawn in [ 38, 39]
from numerical smulations: the effects related to the
reorientation of water molecules near a hydrophobic
surface play a secondary role in solvation thermody-
namics (see [27] for details).

5. CONCLUSIONS
Below, we briefly present our results.

(1) The method described here provides a good
basisfor aconsistent description of the solvation effects
for objects with an arbitrarily shaped hard surface. The
well-known cavitation contributions to the solvation
free energy of alkanes can be described using the two-
length scale fluctuational continuous model with free
parameters adjusted to agree with the results of Monte
Carlo simulations on the solvation of hard spheres
without any additional adjustment to the parameters.

(2) Two different problems can be analyzed in terms
of a unified approach: (i) calculating the solvation free
energy of cylindrical objects and (ii) calculating the
free energy of two spheres separated by a certain dis-
tance. Analysis of thefirst problem leads usto conclude
that the skin depth (i.e., the penetration length of the
fluctuating field into the solute) is ~1.4¢ A, where § is
the characteristic length scale in the problem (the dis-
tance to the first maximum of the solvent correlation
function). Analysis of the second problem leads us to
conclusions about the mean-force potential between
two hard spheresin a fluctuating medium.

(3) The developed approach can be easily general-
ized to include the dispersion part of the solute—solvent
interaction and the electrostatic interactions between
charged molecules. The main steps needed for the cor-
responding modifications were described in this paper.
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