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The thermal conductivity of an anharmonic crystal containing randomly distributed sub-
stitutional defects due to impurity-phonon scattering is theoretically investigated with the
use of the method of double-time thermal Green’s functions and the Kubo formalism con-
sidering all the terms, i.e., diagonal, nondiagonal, cubic anharmonic, and imperfection terms
in the energy-flux operator as propounded by Hardy. The study uses cubic, quartic anhar-
monic, and defect terms in the Hamiltonian. Mass changes as well as force-constant
changes between impurity and host-lattice atoms are taken into account explicitly. It is
shown that the total conductivity can be written as a sum of contributions, namely diagonal,
nondiagonal, anharmonic, and imperfection contributions. For phonons of small halfwidth,
the diagonal contribution has precisely the same form which is obtained from Boltzmann’s
transport equation for impurity scattering in the relaxation-time approximation. The
present study shows that there is a finite contribution of the nondiagonal term, cubic anhar-
monic term, and the term due to lattice imperfections in the energy-flux operator to the
thermal conductivity although the contribution is small compared with that from the diago-
nal part. We have also discussed the feasibility of numerical evaluation of the various con-
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tributions to the thermal conductivity.

I. INTRODUCTION

There has been considerable interest in past
theoretical studies of the lattice conductivity of
solids doped with impurities. These studies are gen-
erally based on the Boltzmann equation for phonons
first presented by Peierls! and are discussed exten-
sively in review articles by Klemens? and Caruth-
ers.’> These theories suffer from the usual shortcom-
ings of kinetic theories as enumerated by Hardy.*
The latest theories on phonon transport in solids ex-
press the thermal conductivity in terms of a correla-
tion function of the energy-flux operator on the
dynamical variables of the system, i.e., the creation
and annihilation operators for phonons in the case
of a lattice. Hardy® has given a systematic deriva-
tion of the energy-flux operator for a three-
dimensional lattice in terms of the phonon variables,
which is valid for all phases of matter. It is shown
that even in the harmonic approximations the total
energy-flux operator contains the nondiagonal terms
in addition to the usual diagonal term. The contri-
butions to the average energy flux for the anhar-
monic forces and from lattice imperfections are also
included.

Within the last few years a large number of work-
ers®— !5 have investigated the behavior of the thermal
conductivity of crystals containing substitutional de-
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fects using the correlation function formalism of
Kubo'® and various other techniques. In all these
studies the effect of lattice imperfections on the
average heat-flux operator of the crystal is not taken
into account, which becomes significant at low tem-
perature. Goyal and Sharma!’ have considered the
influence of lattice imperfection term in the energy-
flux operator on the transport of heat in harmonic
crystals.

The aim of the present study is to derive an ex-
pression for the thermal conductivity of an anhar-
monic Bravais crystal containing randomly distri-
buted substitutional defects using the double-time
thermal Green’s-function technique,18 and the Kubo
formalism taking into account both mass and force-
constant changes and considering the contributions
of lattice imperfections and cubic anharmonic forces
to the energy-flux operator as propounded by Har-
dy.’ In Sec. II, a general formulation of the Kubo
formula for the thermal conductivity is given and
the thermal conductivity is separated into terms
contributed by diagonal, nondiagonal, anharmonic
forces, and imperfection terms in the energy flux.
Section III describes the Hamiltonian used and deals
with the evaluation of necessary double-time Green’s
functions with the help of the Dyson equation. In
Sec. IV we derive an expression for the diagonal,
nondiagonal, anharmonic-force, and lattice-

3200 ©1983 The American Physical Society



28 THERMAL CONDUCTIVITY OF AN IMPERFECT ANHARMONIC . .. 3201

imperfection contributions to the lattice thermal
conductivity of the system. In Sec. V we summarize
the various results and also discuss the feasibility of
numerical evaluation of the various contributions to

age energy flux due to cubic anharmonic forces and
from perturbatlons characterizing lattice imperfec-
tions, Hardy’ has shown that the total heat-flux
operator can be written as

thermal conductivity.

QAN=Qy+Q(1+Q"(1), (2)
where 60 is independent of perturbation and de-

We start with the Kubo correlation formula for scribes the heat flux operator of an ideal lattice in
coiee 16,19 the harmonic approximation, Q'(f) describes the

the thermal conductmty, g
contribution to the heat-flux operator from the cu-

bic anharmonic forces, and Q"'(¢) represents the con-

II. GENERAL FORMULATION

K= o 3V - Re(Q 0)- Q(’ ), M) tribution to the heat-flux operator due to the lattice
» ) imperfection. The detailed expressions for these
where B=(kgT)™ ", kg is the Boltzmann constant, V' quantities are given by Hardy.’

and T are the volume and the temperature of the
crystal, Q(?) is the heat-flux operator for the lattice
in the Heisenberg representation, and the angular
brackets denote the canonical ensemble average of

When Eq. (2), with the expressions of the dif-
ferent quantities involved in it,> are substituted into
Eq. (1), the thermal conductivity can be written as

the expectation value of the operator and Re stands K=K;+Kng+K. +Kun +Kimp (3)
for the real part of the quantity.
Taking into account the contributions to the aver- where
|
ﬁszBZ
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hine k,s k ﬂ,s
#kpB’ ®
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19y 1’ 1! 1
(5)
K. =K"+KkP+K?, 6)
Kanh =K1 +K2 ’ (7)
with
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K(z)___ﬁz,k_B__B ?—t — — ’_’*—; - —
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—€t
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Xfo te Ly gine B s, Klsy ks (D)0 a
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thBBZ — — %
: =1 - - J - —€t o
K'mp ll_l‘»l(l) 12V _’E_, N 2__" Jks,k’s’Jklsl f s ef dre Lkskskls ls;(t)’ (10)
k,s, k',s" ks, k5]

-

where the asterisk mdlcates the complex conjugatxon and expressions for Xk ST s Y RsRs B
st s g J- Ts s ns and Jo sy are given by Hardy.® Equations (4)—(6) describe the contributions of the
diagonal, nondlagonal and cubic parts of the average heat-flux operator to the thermal conductivity. Equation
(7) along with Egs. (9a) and (9b) gives contribution due to anharmonic forces as correction terms to the thermal
conductivity. Equation (10) describes the contribution of the lattice imperfection of the average heat-flux
operator to the thermal conductivity.

The correlation functions R and L appearing in the above equations are given by

Ry, (=(42,(0BL (04L (1B (1), (1
RY“,RJIS;m=<AYS(0)B?S.<0)A%§,<t)3rls,lm> : (12)
Rﬂsr,s,m,mm,l?;.sl,,<t)=<Afs(omi»,s.(om?.,s,xom* (4L, ,(t)A—-n L) (13)
Ly it o 7s £ (0= (A5, (0B (0B7..(0 )4t (t)B—n,()B—»n (1)

151 kl 1

+ (B (0B (04 (0B, (0BT . (04T | (1)

k, 1 k1S,
+(A4,(0B4..(0BL.., (O)BT(»; (DB 1~ ()4 1(t))
+(Byy (0B, (047, 0)4% (1B 1 (0B (D) (14
L g s Bl Tls r s o)
=(B,(0)B¢..(0)B+...(0)4 T;.,,s,,,(O)BTk»lsl(z)B g (0BG AT (1)
+ (A g (OB (0B (VA (04 BY o B (0BT (1))
+ (A (OB (0B (B (0B | (0B (BT (04w (1)
+(Bp,(0)Bp.(0)B .. (0)A 30y (0)A %;usl,,,B%;'sl,,(t)B e (DB (), (15)
and
Lt i (=4 m(ow?,s,(om%’lsl(t)B};S; () . (16)

Thus we notice that the problem of evaluating the lattice thermal conductivity of doped crystals is reduced



28 THERMAL CONDUCTIVITY OF AN IMPERFECT ANHARMONIC . .. 3203
to that of the calculation of two-time correlation function on a suitable model for the crystal Hamiltonian.
These correlation functions can be evaluated by different techniques. Here we use the thermodynamic
Green’s-function!® method which is well suited for this purpose. The calculation of the canonical average in
Egs. (4), (5), and (8)—(10) is considerably simplified if the correlation functions are factorized according to a
decoupling scheme.?? =22 Thus for the average of a four-operator product abcd, we write

(abcd ) ={(ab){cd)+{ac){bd)+{ad){bc) . (17

With the use of the above decoupling scheme the correlation functions (11)—(16) can be written as

Ry, (0=(A4¢,004%, (0(BL (0B (1) + (43, (0B (0)(BL (04%, .(1) , (18)
R?“,rlsls;(t) (4% O)AT ))<Br,(O)BYIS,I(O)H(A»(O)L,(t)><B*?s,(o>A}lsl<z)>, (19)
Ram,mklsk,l,]r",,(x)_u AT | () (Ap, (04, (0)Aq,,()A~~;,<)>, (20)
Lyt o, Tt e (D=4 A0 | (0)(Biy (0B (OB, (DB Lr ()], (21)
L mem st s mt)

=4[(A g (O L, (D) (B (OB (0B (0BT | ft)kal,l(t)B—m )], (2)
and
Lyt o, Tt (= (AT 04T (0)(Bp (0B . (1) +(47,(0 BL: (1) (Bp (04T 0. 23

In writing Eqs. (19)—(23) we have neglected the correlation functions of the operators with the same time ar-
guments because they do not contribute to the thermal conductivity, which follows from the fact that there is
no heat flow in equilibrium.

III. HAMILTONIAN AND GREEN’S FUNCTIONS

For further analysis, an explicit expression for the Hamiltonian is needed. Here we consider a three-
dimensional cubic Bravais anharmonic crystal with total number of N atoms whose n lattice sites are occupied
by randomly distributed substitutional defects each of mass M’, while the remaining (N —n) lattice sites are
occupied by host atoms of mass M. The introduction of defects modifies the force constants between the host
and impurity atoms around the defect sites in addition to the change in mass. If the defect contribution (n /N)
is quite small, one can assume that the distance between any two defect atoms is too large so that the
impurity-impurity interaction can be neglected. The force-constant changes associated with defect and host
atoms may be assumed to be restricted only to nearest neighbors. It is assumed that the defect causes changes
only in the harmonic forces and anharmonic forces remains unchanged. Thus the total Hamiltonian of such a
defect anharmonic crystal in second quantized notation can be written as

H=H,+H +H,, (24)
where H is the harmonic Hamiltonian of an unperturbed lattice given by

Ho=3 #ii(ajar++)=+ 3 #iw, (A} A, +BJBy) . (25)
k k

For brevity and convenience in what follows we use index k as a short form for ks. The perturbation part H'
arises because of the substitutional defects in the crystal and can be written as

H'=—# 3, Clkiky)By By, +#% 3, D(ky,ky)dy Ay, - (26)
K.k, K.k,

The parameters C(k,,k,) and D(k,k,) depend upon changes in mass and force constant due to the introduc-
tion of impurities and are given in Ref. 11.

The anharmonic contribution H, which contains dominant cubic and quartic terms in the expansion of the
lattice potential energy in powers of atomic displacements can be written as
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HAzﬁ 2 V(s)(klakZ’k3)AklAszk3+ﬁ 2 V(4)(kl1k2vk37k4)Ak1Ak2Ak3Ak4 ’ (27)
ki ko, kg ki, ky kg ky

where the coefficients ¥'* and V) are the Fourier transforms of third- and fourth-order atomic force con-
stants. They are symmetric with respect to pair of indices k and are given by Maradudin and Fein.?*

In order to evaluate the correlation functions appearing in Egs. (18), (20), and (23), we introduce the follow-
ing one-phonon retarded Green’s functions:

Gt =)= L AR(;45.(8) ) = —i0(t —t )[4 (1,45 (t)]) (28a)
Gt —1)= (A (;BL()) (28b)
Gt —t") =By (t;; By, (28c¢)

and also for the evaluation of the correlation functions appearing in Egs. (20)—(22), we introduce the following
two—phonon and three-phonon retarded Green’s functions:

gt =)= Ay (DA (04, (4], (1)), (29a)
g2t —t')=( By, (1)By (1);B] (:')B,jé(m» : (29b)
g2t —1")=( By ()By ()By (1;:B{ (1)BY (1')B] (1)), (29¢)

where ©(¢) is the usual Heaviside step function and is equal to 1 for ¢z >0 and is O for ¢ <0.

For the evaluation of the Green’s function we apply an approach in which we first develop an expression in
terms of Dyson equation using the equation-of-motion method and then to obtain an expression for the polari-
zation operator of the system.

Differentiating Eq. (28a) twice with respect to the time argument ¢ and using the commutation relation for
the Hamiltonian (24), we obtain the following equation for the Fourier transform of the Green’s function:

w
(wz—wi)G;ﬁB(w)z—;Skk'-i—%C( k,k’) «F”’ AL N, (30)
where 6y is the Kronecker 8, the suffix @ on the right-hand side indicates the Fourier transformation, and
FU()=4r 3, |D(—kky)Ay, (t)+—C(—kk VA (1) laf" S [Cl—kk)D(—ky k)] (1)
k, k ky.k,
+2m (3 3 VOUkpky, — kMg Ak, +4 3 VO ky,ks, — KAk A A, | - 31

kysky kysky ks

Considering the equation of motion for the Green’s function that appears on the right-hand side of Eq. (31)
with respect to the time argument ¢’ and substituting the Fourier transform of the resulting expression into Eq.
(30), the equation of motion for the Green’s function Gt (w) can be written in the form of the Dyson equation,

G (@) =G 0)8p+ G0 Pii (0)G () =G (08 + G0 (0)Gi N (w) , (32)

where
Wk

Glo)=——oi—

k(@) T —wl) (33)
and

Piltw) = [(TEL(0,BL(¢ D+ E 0, A D+ = 3 Clk',— ke (0, Py (1)])

Ok ki t=t'
+ (FM(e (1) 1)) o+47C(—k k' Nogor) (o?*—wi) ! . (34)

The Dyson equation can be written to give the Green’s function as
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S
G W)= , 35
kk (@) (Gg)_l—ngtl)(a)) (35)
where the diagonal polarization operator IT{!(w) is given by
I (0) =Pl (@) 14+ GR)Py(@)] " . (36)

In the region of frequencies far from the zeros of the denominator in Eq. (36), one may expand the right-
hand side in a power series of Pkk (o) as

M (w) =P (o) 1-Gw) P @)+ -+ ] . 37)

In the above equation [Eq. (37)] only the first term will give the dominating contribution while the remain-
g terms lead to the corrections of a higher order of smallness. In the lowest approximation, we may write
Yo Pkk (@), which gives

Gl Ordx
wl@)=———"—m3 1 ’ (38)
mlo*— (@ ) =20 Py (0)]
where @} is the frequency of the renormalized mode k in the lowest approximation of the perturbation theory

and is glven by

(@) =wd 2—" (LFM( Bk(t)]°>+ <F”(t ), A5 (t)1°)
(0*—w?)
+ 23 Clle—k ) IEE 0, B ()1°) +8-——%C(—k,k) (39)
Ok k, Ok t=t'
and
P‘”( ((F‘” F‘“t( N, . (40)

The superscript 0 in the Eq. (39) denotes that in the evaluation of the commutators, the phonon occupation
number Ny (= (A A )) is evaluated by means of the zeroth-order Green’s function

0O
mw?— (@ )]
The response function Pi'(w) (in the first-order approximation) is obtained by describing the frequency
spectrum of the zeroth-order Green’s function (41) by an equivalent zeroth-order renormalized Hamiltonian

(@ )
Hi=
>

[Gi(0)]°= 41)

A Ak +a)kB,IBk . (42)

To evaluate the two- and three-phonon Green’s functions (29) we use the renormalized Hamiltonian (42).
The Fourier transforms of the Green’s functions are given by

(s i, 41, 0= |29 Pl Tl
kA A, ' =7 |=" Ny +ng — — +(ng. —ny — — ,
Tk TRy e ) Ok Dk, ! 2 wz—(mkl+wk2)2 2 ! 2—(C‘)kl_“’k2)2
(43)
5(2) E)klakz (5k1+5k2) (&')kl——akz)
«Blekz;Bkl » = (me, +mpe ) ———————— S+, —mye ) —————— |,
WD), Ok, " — (D, +0y,) " — (B, — By,

(44)
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(3) O Dy Dk
By BiBesBY B B D=0 | | |
10k k3 P g Py Ok, Ok, O,

(5k1+5k2+5k3)

X (14+ng ng_+ng ng. +ng.ng) —
ky ko 2k vk —(5k1+5k2+‘0k3)2

+ {Bk, > =B, } + Bk, > — B, } + {@k, >~y |, 45)
where
8(2)=8k1k’18k2k’2 +8klk’28k2k’1 ’ (46a)
89 =8153+8513+831 » (46b)
with
8123—5k K (Sk2 kB i +8k2k38k3k2) (46¢)

In Eq. 45), {@y «>—,}, {@k,«<>—%,}, and {&y,«>—y,} indicate three further terms which are obtained
by changing @y, to — @y, Gk, to —y,, and @i, 10 —d, in the first term, respectively.

From Egs. (31 ) and (40), after usmg the expressions (44) and (45) for the two- and three-phonon Green’s
functions, the response function P, V(@) is obtained as

PL@0)=8 3 [0r,S(—kik)S* (—k k)= (@},) 7]

kl
O O
+18 3 |V ky ke, —k) |2
k .k, Dk Dk,
( ) Bk, + Dk, ( ) Ok, — Ok,
X |(ng, +nyg ~ ~ + {1k, =1k > @
L 0P — (@, + @y, P ot (@ 3y,
WD Ok, O
+48 2 | V(4)(kl’k27k3’—k) l 2 ~ l~ 2~ 3
kl’kZ’kS wklwkak3

By, + O, + Bk,

X (M 4+ng ng +ny ng. +ng ng ) —
1 %2 2 "3 3™ wz—(5k1+wk2+5k3)2

akl _5](2'_5](3

+ 3(1—nklnk2+nk2nk3—nk3nkl)wz_(akl ~E)k2—5k3)2 ’ (47)
where
@
S(kl,k2)= w_c(kl’k2)+D(kl’k2) +_—2[C kl,k )D( k'z,kz)] (48)
ky kl k2
and
@ i
e =—% (4] 4, ) =coth | % (49)
()7 2
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For a small quantity e—0+, the response function P{"(») can be written as

Pw+ie)=A0(w)—iTM(w), (50)

where the real part A} (w) represents the shift in the frequency of the kth mode, while the imaginary
que

part I'\"(w) gives the halfwidth of the phonons of wave vector k. The explicit expressions for them are given
by

A (0)=8P 3, [k S (—k,k))S* (—k, k) ][0~ (@]~
kl

(3) 2 k1 %ky
+18P 3, |V Pky,ky, —k) | 2——
kl’kl wklwkl
: \ CT’kl +5k2 ( ) (T)kl _5"2
X ((ng +ng — — +{ng —ng —
! 2 wz—(wk1+“’k2)2 : 1 mz—(wkl-akZ)z
(4) DOk POk
+48P 3 | VUK ko ks —k) | P
ky,ky ks wklwkzwk3

6’(1 +6k2 +E)k3

X (I 4+n ng +ng_ng +ng.ng ) —————
1 "2 2 "3 3" w2_(0k|+wk2+mk3)2

J)k] _6"2 _aks

+3(l—nklnk2+nk2nk3—nk3nkl) (51)

& — (B, — Dy, — By,
and
I(0)=8me(0) 3, [wk S (—k,k1)S* (—k k)80~ (@},))]
ky
Df D
+187e(w) Y, | VUky,ky—K) | 2‘:'1',._2
ky.k, Dk Ok,
X [(ne, g, (@, +y, )8(0? — (@, +@k,)?)
+ (e, — g W@y, — B, )8( 0 — (@, —@g,))))]
(4 2 Pk Pk Ok
+48me(w) Y, | VWky,kyky—k) | 2P————
ky,ky,ky D D), D,
X [( 1 +nklnk2+nk2nk3 +nk3nkl )(5]‘1 +5k2 +5k3 )8(&)2—(5/‘1 +5k2 +5k3 )2)
+ 300 —ng e, +nye g~ g N By, — By, — g )8 — (@ — By, — Bx,)))]
(52)
where P stands for the principal value of the quantity and €(w)=1 for @ >0 and = —1 for w <0. With this re-
sult, the Green’s function (38) can be written as
@ O
G w+ie)= ARk (53)

Mo — (vi(0)})2+2io T (@)
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where
(Vi) 2=+ 20, A (@) . (54)

Proceeding in a similar manner, with the equations of motion for the Green’s function (28b) and (28c) and
following the procedure as used above, we obtain the following expressions for the Green’s functions:

G w+ie)= ©Ou (55)
o — (VP (0)} 2+ 2i0; TP(0)
G — O Sy
2 )= , (56)
O = o (V@) 4 2o T (@)
where

(V@)= (@Y P+ 20 A (0), n=2,3,

and AY”(w) and T'{"(w) are the real and imaginary parts of the response function P{"(w) occurring in the pro-

cess of the evaluation of Green’s functlons (28b) and (28c). The expressions for the renormalized frequencies
@y and the response functions P;"”(w) corresponding to these Green’s functions are obtained as

(@ h? —wk+2 ([FP), ]°>+ <[ FV(0),45(611°)
+ X S D (k,—k ) [FV(0);FP(0)1°) , (57)
Ok i, =t
(553’)2=wi+55 ([F0),45 ]°>+ <[F”<t ), B (1%
+—2D —k,k F(0, 45 (2)]%)
073 k, (=t
(@*— 2) o
+8‘ﬂ' D(—kk +—“2V( k,k,kl,——kl)Nk ’ (58)
(o Ok &, !
PP(w) <<F‘”F‘3’( We s (59)
P o) «F"’ O:FP (Y, (60)
with
F(3) =4 & T
TTE + o D(— kk )+ ED k2k2)C(—k2,k1) Bkl
k Dk k,
27 |3 VN —k,ky,k,) wk‘BAA wszBA wk’AAB 61
+2m k§2 TR LR2 ok ke Ak, Ak, + oy kBic, Ak, + o ky 2k Pk, . (61)

The response functions Pi*(w) and P;>)(w) can easily be obtained from Egs. (59) and (60) after evaluating
the two- and three-phonon Green’s functxons using the renormalized Hamiltonian (42). It is important to note
that we have evaluated the Green’s functions (28) in the lowest-order approximation of the polarization opera-
tor. However, if the imaginary part of the polarization operator P (w) in Egs. (53), (55), and (56) becomes zero
for some frequency v @, its value should be evaluated in the first-order approximation, i.e., by considering
higher-order terms in Eq. (36). Having obtained the Green’s function we can calculate also the correlation
function using the standard relations.
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IV. THERMAL CONDUCTIVITY

We separately evaluate the diagonal contribution, nondiagonal contribution, lattice-imperfection contribu-
tion, and contribution due to anharmonic forces to the thermal conductivity. Substituting the values of the
correlation functions appearing in Eq. (4) with the help of Eqs. (18), (53), (55), and (56) and performing the in-
tegration over the time ¢, the diagonal contribution to the thermal conductivity becomes

4k p B 4 2 e Pho
K= IrV _Z“’T(svi’s f_wdw(eﬂﬁw_l)Z
k

LI @Ir(e)]
{ I (1)(w)]2}2+4w?s[r(i_s ® ]2)({wZ_[,ﬁm(w)]z}2+4w27(»s[r(—£»)s(w)]2)

Z[F(Z) (@) ]2 .
+ .
({0®—[v2 (@)1} +40% [T2 (0)]?)?

For small values of halfwidths I'* “': )(w), the integrands in Eq. (62) are peaked around o =% )( o) and the in-
tegrals can be evaluated analytically by replacing the peak distribution by a Dirac § functlon We then obtain
the diagonal contribution to the thermal conductivity as

(1) (2)
ﬁszBZ , eﬁﬁv—- (w) 1 - eﬁﬁv—vks(m) 1
4= 12V Evk" O%s Y (o ) F( ( (1) ) +(v?s) 2 () F(z)( (2)) . (63)
Ks (e ks 1)? E’ (P _ 2 T vy

Neglecting the shift in the frequency due to anharmonic interactions and the shift in perturbation due to lat-
tice imperfection, the expression has a form similar to the well-known Debye-Peierls expression for the thermal
conductivity which is obtained here as a direct consequence of the Kubo formula and the choice of the Hamil-
toman.

In a similar manner we can obtain the nondiagonal contribution K,; to the thermal conductivity. Inserting
the values of the correlation functions appearing in Eq. (5) with the help of Egs. (19), (53), (55), and (56) and
following the method as used above, the nondiagonal contribution to the thermal conductivity due to the non-
diagonal term in the energy-flux operator can be written in the form

Atk B? o B
Ky=——— 3 vl do———
nd IrV T(z“'"k 0) wks f w(eﬂﬁw 1)
s#s'

(@)%} +4a)ks[l““) a))]z)({w ‘3) L (@)*}? +4(o [F‘ (@0)])

O[T ()][TE(0)]
({0’ —[VE ()} +40% [TE (@) ) {0’ - [vE(0) )2+ 40k [TE (0)])

(64)

The above expression shows that the nondiagonal contribution due to the nondiagonal part of the energy-
flux operator comes from the modes of difference polarization directions and is similar to the diagonal contri-
bution.

We now proceed to evaluate the contribution to the thermal conductivity on account of the terms which are
cubic functions of position and momentum operator in the harmonic approximation in the energy-flux opera-
tor. Inserting the values of the correlation functions appearing in Egs. (8) with the help of Egs. (53), (43), and
(44), and performing the integration with respect to time the contribution due to these terms is given by
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(65a)

(65b)

(65c¢)

We further proceed to evaluate the contribution to the thermal conductivity due to the perturbation terms in
the average heat flux arising from cubic anharmonic forces. Substituting for the correlation functions appear-
ing in Eq. (9a) with the help of Eqgs. (53) and (44), we obtain the contribution K to the thermal conductivity on

account of the term which is a cubic function of position and momentum operators as
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_ 4k Feo o T
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Similarly, substituting for the correlation functions appearing in Eq. (9b) from Egs. (53) and (45), the contri-
bution K, to the thermal conductivity on account of cubic forces which are quartic functions of position and
momentum operators is given by

21 @2
_ 2ksB s N B LA R
2= Cs B s Ts Vs Bt Bl T @ s
K T - v S S XSS5y
k,s,k',s', k",s", k',s ks ks, ks
1
© BP0 F‘]—(»E.,s,.,(w)
X f do iy 2 )
o (ePP_1) | ({07 il @) P2+ 0% [ Tl @)]7)
Op D BT
Ks@ K@K
X e o (I+npnp +ng A +puny,)
L O @ g

+ {6_’36_6?.\'}+{5?’s’9—wf'5'}+{5f“ n> = T("’ v} » (66b)

where {@ <> —@,} represents a term which is obtained by replacing @, by —&y, in the first term.

Finally, we come to the evaluation of the contribution Ky, due to the thermal conductivity on account of
perturbation term in the energy flux due to lattice imperfection. Inserting the values of the correlation func-
tion appearing in Eq. (10) with the help of Egs. (23), (53), and (55) and following the method as used above, we
obtain

44k g B

eﬂﬁw
Kimp=—W 2 “’ks“’k’s'f d“’

—1)?

— — %
wl—(’sw?’s'[F(El’l(w)][r%)’s’(w)]( J Ks,K's" J ¥s, T(.'s')

" (0= (VB (@) Pt 40k, (TR (@) PU 07— [V, (@) [P + 40 [T E, (@)])

TR (TE )T 3, T 2o 1)

([@*(VE (@)} +40% [TE (0)N[0* — (vE,(0)}?) +40%, [T (@)])

+ (67)
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V. DISCUSSION

In the present paper we have derived an expres-
sion for the thermal conductivity of an impure
anharmonic Bravais crystal. Equations (63)—(67)
give various contributions to the temperature depen-
dence of the thermal conductivity of a doped Bra-
vais anharmonic crystal due to impurity-phonon
scattering. The diagonal contribution (63) in the
limit of small halfwidth of phonons has essentially
the same form as obtained by Klemens? and Car-
ruthers® using the Boltzmann transport equation.
The nondiagonal contributions due to the nondiago-
nal part of the energy-flux operator, and also due to
the term corresponding to lattice imperfections as
propounded by Hardy,” come from different modes
of different polarization directions. Hardy® has
shown that Q. is negligible except below 10 K. The
contributions of cubic anharmonic forces Q' are sig-
nificant only when the amplitude of the particle dis-
placements are appreciable compared to spacings be-
tween particles such as at temperatures near the
melting point. Therefore at low temperatures where
only long-wavelength phonons are present, the diag-
onal contribution gives the major contribution to the
thermal conductivity of a defect crystal. However,
at high temperatures we should also consider the
other remaining contributions. Based on the classi-
cal treatment of phonon operators Hardy has point-
ed out that the nondiagonal part of the energy-flux
operator is an oscillating function of terms where
frequencies are the sum and difference of the fre-
quencies of different branches and give negligible
contribution to thermal conductivity compared to
the diagonal one when averaged over a long period
of time. The present study shows that there is a fin-
ite contribution of the nondiagonal terms, the cubic
anharmonic term, and the term due to lattice imper-

fections in the energy-flux operator of the thermal
conductivity. Though the contributions may be
much smaller than the diagonal one, the contribu-
tions from the cubic anharmonic force term in the
energy-flux operator are at least 2 orders of magni-
tude smaller than the diagonal contribution. The re-
sults obtained here are correct for small concentra-
tion of impurities and to the lowest nonvanishing or-
der in the anharmonic force constants.

It emerges from the present study that from the
Kubo formula and double-time Green’s-function
technique it is easier to evaluate the thermal conduc-
tivity for a suitable model of a doped Bravais anhar-
monic crystal taking into account the lattice-
imperfection term and the effect of cubic anharmon-
ic forces in the energy-flux operator. We have not
evaluated numerical values of various contributions
to thermal conductivity due to the great complexity
of the computation which arises mainly from the
wide range of phonon frequencies that must be in-
cluded and the presence of impurities and anhar-
monicity in the crystal. Even then, by computing
the numerical values of different parameters in-
volved in the various expressions and substituting
these in the respective places, one can find the nu-
merical values of the various contributions to
thermal conductivity by solving the integrals with
the help of a computer.
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