8 HEAT-PULSE PROPAGATION IN DIELECTRIC SOLIDS 1679

Lett. 25, 26 (1970).

"H. E. Jackson and C. T. Walker, Phys. Rev. B 3, 1428
(1971).

8. J. Rogers, Phys. Rev. B 3, 1440 (1971).

V. Narayanamurti and R. C. Dynes, Phys. Rev. Lett. 28, 1461
(1972).

10W. Gotze and K. H. Michel, Z. Phys. 223, 199 (1969).

YIR. Klein and R. K. Wehner, Phys. Kondens. Mater. 10, 1
(1969).

121, J. Sham, Phys. Rev. 163, 401 (1967).

BG. Niklasson, Fortschr. Phys. 17, 235 (1969).

“H. Beck and P. F. Meier, Phys. Kondens. Mater. 12, 16
(1970).

15J. A. Sussmann and A. Thellung, Proc. R. Soc. Lond.
81, 1122 (1963).

!P. F. Meier, Phys. Kondens. Mater. 8, 241 (1969).

R. A. Guyer and J. A. Krumhansl, Phys. Rev. 148, 766

(1966); Phys. Rev. 148, 778 (1966).

!8K. Weiss, Phys. Kondens. Mater. 7, 201 (1968).

'A. Thellung and K. Weiss, Phys. Kondens. Mater. 9, 300
(1969).

3. Ranninger, Phys. Rev. B 5, 3315 (1972).

2Ip. C. Kwok, Phys. Rev. 175, 1208 (1968).

22R. J. von Gutfeld, in Physical Acoustics, edited by N. P.
Mason (Academic, New York, 1968), Vol. 5, p. 233.

2R. O. Pohl (private communication).

4], Jickle, Phys. Kondens. Mater. 11, 139 (1970).

Y. J. Maris, Phys. Rev. Lett. 28, 277 (1972).

*P. F. Meier and H. Beck, Phys. Rev. B (to be published).

7). Foch and G. N. Ford, in Studies in Statistical Mechanics
(North-Holland, Amsterdam, 1970), Vol. V, p. 191.

BE. T. Whittacker, Modern Analysis, 4th ed. (Cambridge U.
P., Cambridge, England, 1952), p. 119.

PHYSICAL REVIEW B

VOLUME 8,

NUMBER 4 15 AUGUST 1973

Theory of Multiphonon Absorption due to Anharmonicity in Crystals

Bernard Bendow
Solid State Sciences Laboratory, Air Force Cambridge Research Laboratories, Bedford, Massachusetts 01730

See-Chen Ying*'
Department of Physics, Brown University, Providence, Rhode Island 02912

Stanford P. Yukon?
Parke Mathematical Laboratories, Carlisle, Massachusetts 01741
(Received 5 February 1973)

A theory of multiphonon absorption due to anharmonicity in crystals is presented, employing a
Green’s-function technique. In contrast to previous theories, we do not expand the lattice-interaction
potential in powers of displacements. We are therefore able to obtain a single expression for the absorption
coefficient a, which includes various classes of contributions to infinite order in phonons, and which is valid
for all frequencies in the multiphonon regime. The results involve just the displacement-correlation tensor
of the lattice, and the Fourier components of the interatomic potential v. Simplified expressions are obtained
for isotropic models, and specific choices of v. Within the Einstein model, one finds an exponential
behavior, a(w) ~ e ~?*; predicted values of o~ within the model are found to be in good agreement with
recent experimental data on alkali halides. A general technique for evaluating a, the method of
convolutions, is elaborated. Predictions regarding the frequency and temperature dependence of a are

discussed and compared with other work.

I. INTRODUCTION

Multiphonon absorption in crystals has its origin
in two types of physical interactions: anharmo-
nicity and higher-order electric moments. ! While
the electric-moment interaction allows for direct
excitation of phonons by light, the anharmonic in-
teraction must act in conjunction with the electric-
moment interaction to produce absorption. A
number of papers have calculated the absorption due
to anharmonicity? and higher-order electric mo-
ments? separately, as well as in combination with
each other.* From the results of these calculations
it is not evident under just what conditions anhar-
monic effects, as opposed to those due to higher-
order electric moments, dominate. In recent work
on the latter question, it was found® that, for low-

order multiphonon processes, either mechanism
may dominate within a range of actual representa-
tive materials,

There has been much interest recently in con-
nection with highly transparent ultrapure infrared
materials, which, for example, are necessary to
provide relatively distortion-free optical elements
for high-power laser applications.® In practice,
the useful frequency range of such materials is the
many-phonon regime above the fundamental phonon
frequency, but well below the electronic gap. Past
calculations'™% of multiphonon effects have been
concerned chiefly with photon frequencies near
resonance, and have employed perturbative expan-
sions of the lattice potential in powers of lattice
displacements in order to calculate the quantities
of interest. Such methods become extremely
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laborious and unwieldy for higher-order phonon
processes, where an increasing multiplicity of
contributions to a perturbation formalism result.
For this reason, it is desirable to introduce an ap-
proach to the calculation of multiphonon absorption
in the transparent regime of crystals in which the
anharmonic potential is nof expanded in phonon
displacements. The latter constitutes the prin-
cipal objective of the present work.

We here restrict consideration to the linear re-
sponse to the photon field, for crystals with a
nonvanishing dipole moment, The effects of an-
harmonicity are then considered for transitions
mediated by just the dipole portion of the electric
moment characterizing intrinsic bulk processes.
The treatment is restricted here in this fashion
because these conditions constitute a well-known
historical problem, and because they provide a
relatively simple and transparent framework for
the application of the present techniques. How-
ever, the techniques to be developed here may, in
fact, be easily extended to treating higher-order
moments and anharmonicity simultaneously, and
to nonlinear effects, aspects of which we intend to
pursue in future work. The extension to surface
and impurity absorption may be carried out in a
similar fashion as well,

The present treatment hinges on the ability to
express the full lattice-interaction potential in the
form of a sum of interactions between pairs of
atoms in the crystal in the form

V—‘—% Z’ Vgt (ﬁls - ﬁjs') y

liss

1)

where v, (R;; - R,,) is the interaction between the
sth atom in cell 7 and the s'th atom in cell 7, and
the sum is restricted to Is # js'. A description of
the lattice on the basis of V alone, while physically
intuitive, does involve certain assumptions, such
as the complete separation of the electronic motion
from the ionic motion’ (i.e., adiabaticity), and

the validity of the point-ion model. We do not con-
sider here the question of justification of this form
for V; rather, we will assume that such a V does,
in fact, allow for an adequate description of lattice
interactions in the infrared.

In Sec. II we express the complex dielectric sus-~
ceptibility x in terms of a lattice Green’s function
G. An exact expression for G is then derived, in
which the principal contribution to the absorption
is given by a Green’s function P(k, w) involving the
anharmonic potential V,. The evaluation of P is
carried out in the harmonic ensemble, in terms of
the displacement-displacement correlation tensor
of the lattice and the momentum Fourier coeffi-
cients of the potential v. In Sec. III, P is further
evaluated for a diatomic lattice, for a simplified
choice of potentials, and for an Einstein model of
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the lattice. Also, the application of a general
technique for numerically evaluating P, the method
of convolutions, is described. Finally, the pres-
ent method and results are discussed and compared
with previous ones and with experiment in Sec, IV,

II. GREEN’S FUNCTION FOR MULTIPHONON
ABSORPTION

The interaction between atoms in a crystal lat-
tice may be expressed as®
V= 1 Z Uss'(ﬁ,s — ﬁl's')

2 117ss’

N ‘. 0- o 0. - -.
=.Z vqgs 2t @9 ﬁ,.)em (CHRT ,
qlt’ss’

(2a)

where, with k, the position vector of the sth atom
within a unit cell,

v}s' = % euI- (;S';s‘ )(I_fés' + 5_8&3') , (2b)
where 7; is the Fourier transform of »(R),
l_);fsl =Z. e-ii-ﬁlvss' (ﬁi) . (2¢)
Ry

ﬁ? is the equilibrium position of lattice atom 7, and
4, its displacement from equilibrium; the terms
with Is=1's are to be excluded in the sum. The
normal modes of the lattice (noninteracting pho-
nons) are determined by the terms in V quadratic
in the {,’s; the terms linear in the {,’s may be
shown to vanish for periodic lattices,® One then
defines” an anharmonic potential V, as the portion
of V containing terms cubic and higher in the 4,’s.
For the present purposes we will be concerned
primarily with calculating multiphonon transitions
involving at least three phonons, in which case the
potential V, will, in fact, be replaceable with V.,

The phonon Hamiltonian including anharmonicity
takes the form (7Z=1)

H=Hy+V, ,

Loy
HD':fZ: wfabfabka ’
@

®)

where bg, are creation-annihilation operators for
phonons of wave vector k and branch a, and wg,
are the corresponding frequencies. It will be con-
venient in what follows to work also with operators
A, B defined as

Afo =bgo + btfa ’
. @
By = by — b3y -

The complex dielectric susceptibility x describ-
ing the linear response to an external photon field
is given by!

X(Kw) = =G, (M;(8); M3(0)), (5)

where k and  are the photon wave vector and fre-
quency and M; is the corresponding electric-mo-
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ment operator. The notation O(f) indicates an op-
erator in the Heisenberg representation,

O(t) - eiﬂt Oe-i”t ; (6)
G is the retarded Green’s function (GF)
G(A(1); B0)) =-i6(t) (A(2), B(0)]), ()

where 6 is the Heaviside function and () indicates
a thermal average over the eigenstates of H; the
notation G, indicates a Fourier transform with re-
spect to w,

G,=@n)! [dtetG@) . ®)

For simplicity, we have written x for the isotropic
case, where x is a scalar; extension to the tensor
is straightforward, but would clutter the develop-
ment with needless notational difficulties, and will
not be considered here. Also, we restrict our-
selves to a dipole moment characterizing just a

single infrared-active (TO) mode of frequency wg,
namely,

Mp=mz Az , 9)

where we suppress the TO branch index in writing
A and wg; mg is a coupling coefficient which has
been displayed in a variety of places1 and whose
explicit form is not of special concern here. One
observes that the evaluation of x, and hence the
infrared optical properties of the crystal, in the
above case involves essentially jllst the evaluation
of the single Green’s function G(kw)=G, (A;A}).

Application of the equation-of-motion method to
the calculation of G yields the result

Gw) = [(n/wp) (w? - wB) + Tk, w)]7*, (10)

where I1, known as the proper self-energy func-
tion, takes the form

n(iw)=p(iw)/<1+ %51:’(%) (11)
where

P(kw) = 3 ([Fg, B) + Pkw)

P(kw) =G, (Fg; Fg) (12)

Fp=3[B;, v,].

These results are derived in detail in Appendix A,
If one restricts consideration to just the lowest-
order contribution to II, for example, then II~ P,
and

G &) ~[ (n/wp)(? - @B+ PlEw)]™ (13)
where
@i= wi+ ([Fz, B Y(wg/m) (14)

are renormalized frequencies and P is a “polariza-
tion function,” Since P and P themselves involve
Green’s functions, we have simply succeeded in

expressing our original GF in terms of other more
complicated ones.!® It will therefore be necessary
to introduce approximations into the calculation of
G in order to proceed further, For our purposes
we are primarily interested in the imaginary part
of P, which is the principal function determining
the shape of the absorption in the transparent re-
gime. The approximation we will employ in what
follows is to evaluate the thermal average in P
over the unperturbed Hamiltonian Hy,, rather than
the full H (= Hy+ V). As will be pointed out later,
it is possible, in principle, to do better than this
by employing a cumulant expansion for the averag-
ing, which leads in a first approximation to a set
of coupled transcendental equations for GF’s of
the form G(Af,(¢); A.;,(0)). Unfortunately, however,
the solution of such a set of equations will not, in
general, be a practical possibility.

The principal function determining the infrared
absorption is the imaginary part of x. This may
be seen'! by expressing the absorption coefficient
a, defined as the probability of absorption per
unit length of crystal, as

a(w) = 4n(w/c)xki (0) Imx(w) , (15)

where ky(w) is the real part of the refractive in-
dex defined from «,(w)=Re {1 +4n[xo+Xx(w)]}2,
where ¥, is the background dielectric suscepti-
bility. k, varies slowly as a function of w in the
transparent regime of interest here, so that the
shape of the absorption spectrum is determined,
essentially, by just Imx alone. One has, measur-
ing X in units of m;,

Imx(w) = ImI{ [ 707’ (0? - &) + Rell]?+ (ImI)2}?,
(16a)

where
Rell=[7w;' (w? - w}) ReP+ | P1?]D
Imll = [ 7w (w? - w8) ImP]D , (16b)

D- i (@? - wf)
[zt (w® - wf) +ReP2+ (ImPy °

In the limit where w? — w&> | P|, one obtains
=P, so that

Im P(kw)
PP (0 - u—)f‘)z+ lImPEkw)]?’

Imy(w) = (17a)

where

@t=0%+ wgr™ RePkw) (17b)
and where we have used the fact that ([F;, B}]) is
real. The latter also enables us to replace ImP
=ImP in Egs. (16b), in general, Thus the prin-
cipal function involved in the absorption line shape
is just ImP(lT:w). To evaluate this function we first
calculate a related quantity, the correlation func-

tion
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Fz(t)= Fe(t)Fg(0) , (18)

from which the Green’s function P(kw) may be ob-
tained in standard fashion; specifically, !°

1 1
ImP== 7 ———F
m 2 n(w)+1 "’ (192)
1 (" F(w')dw’
® —
Rep= j (@) +1lw -w) ’
where @ indicates principal parts integral;
n(w)=(f°-1)", (19b)

and the limit + i€ is employed in evaluating P,

In the development to follow, we will evaluate P
in the harmonic ensemble. In this approximation,
it is clear that only terms cubic or higher can
contribute to ImP for w>2w,, where w,, is the
maximum phonon frequency. Physically, this just
reflects conservation of energy in real phonon pro-
cesses. (Actually, a more careful examination
of the explicit form of ImP reveals that the latter
condition can be relaxed to w >w,,.) Thus one may
replace V, by V in the calculation of ImP in this
regime, a condition which is not essential for the
evaluation of ImP, but which does simplify the
algebra considerably. Employing the standard ex-
pression for U, in terms of the A’s one then obtains
]

sr(t>=;f—: 2 e GBI T 2

3

(0

- - [

xexP{ % 'Cn(O,O)'q-%a'aa(O,O) a %a'

P

+§ - Cogr(Ry, 008" +G-[C,pe (= Ry, )+ Cpyr (R, -

where C is the displacement-displacement cor-
relation tensor of the lattice, 2

C,,®,0=0 &, 0%0,0), (24)

and where we have employed the translational in-
variance of the crystal in arriving at the result,
Eq. (23). For k=0, terms with »=s' and s=7"
vanish identically and may be omitted from the
sum, For crystals with many atoms per unit cell,
one requires knowledge of a multiplicity of cor-
relation tensors involving the different varieties of
atoms, (For a diatomic lattice, for example, one
requires three correlation tensors: Cyy, Cp, and
Cla ) Explicitly, T takes the form®

as(ﬁ ZN Z) _.KZLKZT_’_

5 (mom)/?

x[ ¢t (f'ﬁ-wg,.f )(n;, +1)+e”? (;'ﬁ""fr' )n" ] , (25)

E;.,:(0,0)- - éa, C 0(0, 0)'.(1, +

loo

directly

F;thv‘%

qit’ss’

2Nw 'm )
x ot @D RETRY 3@, 8000 (20)
where f is the polarization vector of the TO phonon

and m, the mass of the sth atom One notes that
the terms with s=s’ vanish for k=0. Using (20),

@ fp)@ - B,) 0
F(t)=-4 = 17 K3
) urye 2N(wiw.gmgm,) ¢ o
a'ss‘"'
x expli(@ - k) - RY - 43 - R% + 4G +%) - R0 -4’ - R ]

% <eie'(ﬂ,s-3’.s: )ela' . (ﬂp'aj'r' )> . (21)

The thermal average may be carried out in the H,
ensemble by application of Glauber’s theorem, 12

(R i B8y - oxp[ -1 K- @,1,) - X
- -3B.GG)-B+X-Giy-Bl, (22
whence, défining
R-R-F, B-B-R, R-0-,

one obtains, using various symmetry relations®
and switching around labels,

REC I P

-

q- Crs(Rlyo)'a

1 Ry, ) = Cppe Ry~ Ry, 1) = C,pe (R, =Ry, 01-37,  (29)

I
where 75, = (#“k = 1)), Thus, evaluation of C in
full requires, in general, a knowledge of the pho-
non spectrum and the polarization vectors f;,, over
the entire Brillouin zone.

We comment briefly on the form of & when the
thermal average is carried out over H rather than
Hy. A cumulant expansion for this case shows'®

(ea.ql e-;ﬁ-ﬁz> - eXP[ =1%. @,4,) - K
- 4B @8 - B+AGH) B+...], (@0)

where the omitted terms involve terms cubic or
higher in the @’s (actually, a term of the form
@@,)@,) does arise, but it is unimportant because

it is time independent). Thus, truncating the series
in lowest order, one obtains results of the same
form as for the harmonic case. However, since the
anharmonic functions of the form (i, 4,) are un-
known, it is necessary to express these, in turn,

in terms of GF’s for the Ag,’s. This procedure
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leads to a rather complicated set of coupled trans-
cendental equations involving all the functions
G(Ak,,Ab.) the solution of which very clearly is
either difficult or impossible in the general case.
The restriction to harmonic averaging in § is thus
a practical necessity for actual computations.

III. EVALUATION OF P(Kw) FOR MODEL SYSTEMS

The results for F(¢) given in Eq. (23) account for
the full complexity of the crystal structure and
phonon spectrum of real crystals. In this section
we concern ourselves with eliciting just the prin-
cipal features of the frequency and temperature
dependence of P(ﬁw), rather than with those prop-
erties associated with the details of the vibrational
spectra of real crystals. For this purpose it is
useful to specialize to the case of diatomic crys-

J

tals. Moreover, we simplify the discussion by
considering an isotropic model, where the tensor
C becomes a scalar,
For the above case it follows directly from Egs.
(20) that for k=0,
Fo=2i a’T vi(—ZJg\IZJ‘K)”E P T U
(27)

where 1 and 2 label the two atoms in the unit cell,
K=Ky - Ky, v3=1 (0§2+7§), and

We=fim 2~ fymt /2 .

Of course W can be simplified further® for the TO
mode at k= 0, but this is unimportant for the pres-
ent purposes, except to note that W #0. Then

for an isotropic model one obtains

5(t)=-m2i’iz§ ‘ﬂ'ﬁriq ® h(‘i (1) 5@ exp{—%(qz+ q'z)[Cn(OO)+sz(0, 0) +qzcxz(§1,0)+ ‘I’zclz(ﬁz, 0)]
1Fof3
+3-4 [Cry(=Rg, 1)+ Coa(Ry =R, Ry, 1) = Ca(R, — Ry, 1) - Cpo( =R, - Ry, 1)1}, (282)
where
h@, ') =(2/w) Wi0,d- § vgv3e (28b)

where v, is the volume per particle.

The integrations over q and q ' can be carried out analytically for a variety of special cases, such_as when

vg is a sum of Gaussian functlons
obtains upon integrating over q and 4/,

For the case of a single Gaussian, for example, where vz=v,e ~R0e" one

-2r® 9 2 2_D'R, -
F(t) = w27' Z; W2 v, 557 {exp[_(m&_ﬁ_;_&)] (4(1102_1),2)_,,2} ,
0 R‘ D'=D

where
ay = 5[C11(00) + C,(00)] - C,(R;, 0) + B2 |
a2 =3(C11(00) + Cp3(00)] = C 1, (R,, 0) + RZ |
D=Cy(-R,, 0+ Cpp (R, - R, - Ry, #)
= CpR, =Ry, )= Cp(-R, =Ry, 1) .

One may derive analogous results for other
choices of v;, although the Gaussian form turns
out to be especially simple for explicit calcula-
tions, It should be noted that the present Gaussian
function in R space is of the form e A®P-Rfsd-i)%
which thus includes, in general, nonvanishing con-
tributions to all orders of phonon processes. This
function should not be confused with those of the
form e A®1Ro?,
rium distance, for which the principal contribu-
tion to even-order phonon processes vanishes,

Einstein model, This model provides a highly
oversimplified view of crystal vibrations, which is

(29b)

where R, is the intracell equilib- -

- (29a)

nevertheless often useful for qualitative purposes, !
In the model, all correlations between different
crystalline sites are neglected; the crystal is
characterized by a single vibrational frequency w,
for all k. The correlation function becomes (as-
suming three equivalent phonon branches)

Gs2Cyp(Ry, )= CE AR e“0t (g + 1) + €0ty ] ,
(30)

3
z_3
C=3 woda(m,my)t %

where g, is the lattice constant, in which units we
henceforth scale all lengths (e.g., R~ R/a,,
C~-C/d2, etc.). When C is inserted in the diatomic
model for F(f) given in Eq, (28) the A function in
(30) enables the sums over the R, to be carried out
straightforwardly. Since the latter sums can be
carried out explicitly, it is advisable no longer to
restrict the choice of v; as in Eq. (29) Rather we
obtain results with just sums over q and q remain-
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ing, but with the choice of v; arbitrary. It is con-
venient in the present development to neglect the
Debye-Waller-like terms'? involving C(0, 0) and
c(ﬁ,o), as these are generally negligible, except
at very high temperatures, for v;’s of range 70/
>C1, which is the case of interest here. (If the
potential v; does not fall off exponentially, however,
J
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these need be retained to ensure convergence of
the q integrals.) Also, it is somewhat simpler to
work with the Fourier transform &(w) directly, be-
fore carrying out the sums over ﬁ,. Employing
the well-known relations (see Ref. 13) for evaluat-
ing transforms of exponentials of the form in Eq.
(29), one obtains

F(w)=20 6(w —nwyA, ,

4=z

i

oR =i ° - 1 n/2 0 - -~/
TR ﬁzh@ﬂ(%) T LA+ 1)]V2E-T),

(31)

Q=C5AR,) + CHLAR, - R, - R;) - CEAR, - Ry - CEAR, +R,) ,

where I, is the modified Bessel function of order n. The sums over ﬁ, are straightforward, but somewhat
tedious; the final result is (z >0), omitting the E superscript in Cﬁ,

A, =§ INAG -G + BN ((Cyy + Cop) V) = L,(Cy V) = L, (Coa V] + NA@ + G + GBI, (= 2C1, V) = 2L, (= Cyp 1))

~L((Cyy + Co)Y) = L,(=2C13¥) = 2I,((Cyz = C12) ¥) = 2L,((Cyy = C1p) ¥)
+1,((Cyy + Cag = 2Cy3) V) + 21,(Cyy V) + 21, (Cya V) + 4L, (- Cyo V)} 1(q, 6')e‘3““ Yo+ 1/mel %, (32)

where
v=24-4 [ngng+1)11/2

and G is a reciprocal-lattice vector, !

Although Eq. (32) is rigorous for the model con-
sidered, it is unnecessarily complicated for elicit-
ing a qualitative estimate of the frequency depen-
dence of a. For the latter purpose, it is prefer-
able to consider a simplified model where only in-
teractions between atoms within the same cell are
considered, and restriction is made to the optic
vibrations of these atoms. The former amounts to
choosing R, =R, =0 in Eq. (28); this is physically
reasonable for the optic modes because the short-
range potential turns out to yield the dominant con-
tribution to multiphonon absorption. If we now re-
tain the tensor character of C in deriving &, then

Ay=ho T &4 R yg o, (W, - )W, -a')(ﬂﬂil)"'z
aq’ "o
X I (2[ng (g + 1)1 /2(Cyefy - & -G
+ Caafy e+ § - 2Cusfy o T)) 5 (39)
where
ho=2w5' W2,
We now choose ﬁ and fz to lie along the vector «;

then fi=~fo=k, |1 =(my/my)"' 2,1, and 1T, 12+ 1T,12
=1,

[
n/2

A=ty 2T g (- -7 (")

XL (2[nglng+ 1)1 /2(R- Q) (k- G') Cg), (34)
where
3
Cep=12 3Ca - 21f2Cra= 5 —
e=f1Cu+f2C22 - 2f1f;Cy2 ) uwoaﬁ ’
where p is the reduced mass, pt=mi' +m;'. We

have again neglected Debye-Waller factors as be-
fore, which can be shown to be valid for low tem-
peratures, as long as the anharmonicity parameter
CzRg¥(where R, is the falloff parameter in the po-
tential) is small compared to unity. At low tem-
peratures we need keep just the lowest-order term
in the expansion of I,, whence

2 Ci(mg+1)"

A=t ig| T TR g G !
Fs n!
=5 hofaCElng +1)"/n! (35)
where
gnl 2
JSn= =1 v (7]
" 51’7{' ) r=K

Thus the strength of the nth peak is determined
among other things by the square of the (z+1)th
derivative of the interatomic potential in real space,
evaluated at the equilibrium separation distance

k. The absorption coefficient involves

a(w) cn Y1 +n(w)]14, . (36)
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For low temperatures and values of w of interest
here, we may approximate 1+#n(w) by unity; then

Ina= - In(!7%) +n In[Cxng+ 1)]+ In(f,) + const.
(37
An often-used potential for alkali halides is the
Born-Mayer potential, where the short-range
potential, which yields the dominant contribution
to higher-order derivatives in Eq. (35), is of the
form

v(r)=e™ (38)

with A=16-20 for most alkali halides, when 7 is
measured in units of ;. Thus,

Ina = - n{(1/n) In(!%*) = In[Cg(ny+ 1)2?] } + const.
(39)

The factor #™! In(n!#®) varies from ~1.8 to ~2.1
“for n=4 to 10; thus a is very nearly exponential as
a function of n=w/w, in this range. Very similar
results are obtained for a power law v as well.
Thus within the Einstein model, it can be shown
that exponential behavior is satisfied approximately,
although not exactly, over fairly large regions of
w, and for a variety of interatomic potentials.

Note that if v; does not exist, then strictly speak-
ing one needs to modify v(r) before applying the
above procedures, For example, one might use
(#%+¥%)™ and »™e™" in place of »"2" and »™
(m>0), respectively; in the end result, one sets
y—=0.

Convolution expansion for F. In general, neither
the Fourier transform with respect to £, nor the
sums over ﬁ‘ in &, can be carried out analytically.
On the other hand, the sums over the §; may be
carried out explicitly for certain choices of v, as
already illustrated for the case of a Gaussianvy,
for example. Thus, it is of special interest to
devise suitably general techniques for evaluating
F(w) which take these observations into account.
We consider here one such method, that of the
convolution expansion, which appears to be espe-
cially promising for actual computations ina variety
of cases. We note that variations of this tech-
nique have, in fact, been applied previously in
some similar problems,!*

Let us assume that the sums over q and ¢ in
Eqgs. (28) have been carried out, yielding a func-
tional of D which we write in the form

F(2) ='ﬁ§ﬁ J®;, Ry, Ry, DR, Ry, Ry, ) . (40)
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Then, expanding J in a Taylor series in D yields
(w #0)

Fw)=2

n=1

;ﬁ gn(ﬁlﬁzﬁs)l)n(ﬁxﬁzﬁaw) , (41a)
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" all D" |p,°

pr=(@2m [atettD®,,t) , (41b)

pre1= [ dw’ py(w =@ )py () .

Here p, is the nth convolution of D. One obtains
an alternative expression for g, by expanding in
powers of D prior to integrating over q and § ,
whence

&=(/n") [ d§dg %% 100 RaiieRy gy (450 ) 5 @)
x exp{ - 3 (¢* + ¢' 2)[C,,(00) + C;,(00)]

+ @ Ca®;,0)+ ¢ *Ca®e, O}G-T) . (a2)

The choice of whether to first integrate and take
derivatives, or integrate directly as in (42), may
be dictated entirely as a matter of convenience.

The series (41a) has a number of computational
and interpretational advantages in the present case,
among which are the following: (a) The function
p; is generally expressible in closed form, while
D is not. (b) The p, are easily generated from p,
by recursive means on a digital computer, or via
analytic approximations.!® (c) The function p, is
proportional to the dimensionless phonon param-
eter Cy=%%/mdiw,, where m is either the reduced
mass or total mass, depending on the vibration of
interest, and w, is a characteristic phonon fre-
quency. Since typically C,~10"*, the series (41a)
may be expected to converge quite rapidly in most
instances. (d) The function p, is restricted to a
range *nw,, where w, is the maximum phonon fre-
quency. Thus, for cases when the convolution
series is rapidly convergent, the main contribution
to the n-phonon regime comes from just p, alone.
(e) Physically, p, represents the z-phonon contri-
bution to &, which is the sum of all processes in-
volving exactly » real or virtual phonons.

The convolution expansion is thus observed to
provide a method of evaluating multiphonon absorp-
tion which is particularly well suited for physical
interpretation in terms of n-phonon processes, as
well as being mathematically advantageous for
actual computations.

IV. DISCUSSION

We have here presented a theory of multiphonon
absorption due to anharmonicity in crystals which
accounts for various classes of phonon processes to
infinite order. The character of the absorption
is determined essentially by just a single correla-
tion function ¥ involving an effective anharmonic
potential F; describing the decay of the TO phonon
wg. The function & is specified fully once the in-
teratomic potential v and the displacement-cor-
relation tensors C have been specified. For the
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intrinsic bulk case & takes the explicit form dis-
played in Eq. (23). The latter expression for &
can be simplified further in various instances, as
demonstrated in Sec. III in connection with a di-
atomic crystal, isotropic C, and special choices
for ;.

In what follows, we discuss some of the implica-
tions of the present results, such as with respect
to the frequency and temperature dependence of
a, Comparison with experiment and with other
theoretical treatments is carried out as well.

Frequency dependence. The convolution expan-
sion of Eqs. (41) provides a useful framework with-
in which to investigate various general features of
the frequency dependence of @(w). Perhaps the
most obvious, but nevertheless significant, im-
plication of the convolution formalism is the lack of
structure in higher-order phonon contributions,

a direct consequence of the well-known smoothing
effects resulting from repeatedly convoluting a
given function,'* This conclusion is consistent with
the general trend of experimental observations'®
on multiphonon absorption, which often display
substantial structure for low-order processes, but
little or none for higher-order ones, Of course,
the presence of very sharp peaks in p; (w), such as
may be associated with Van Hove singularities, ®
will be manifest in an appropriately broadened
structure arising in higher convolutions. It is ap-
parent, in any case, that an investigation of just
the functions p, alone for a given lattice model can
reveal a good deal of information regarding struc-
ture in a(w) vs w. For the detailed spectrum, of
course, one must carry out the sums over » and
R,, weighting the p, with the appropriate g,’s as-
sociated with a particular potential v.

As noted previously, the contribution from each
p, extends over an interval of range nw,, where
w,, is the maximum phonon frequency. Also, at
low and intermediate temperatures p,.1/p,
~Cg(8n1/8:); since Cx~10", if g,,,/2,< C3! (as is
expected to generally be the case in practice), then
Pue1 < p,. Thus the contribution to absorption in
the n-phonon regime nw,, <w < (n+1)w, is given to
an excellent approximation by just p, alone, This
conclusion does not follow at very high tempera-
tures (n, >1) and, strictly speaking, applies only
to the average absorption within a regime when
substantial structure is present in p;(w). All other
factors being equal, the decay rate of a(w) vs w
should thus vary inversely with Cz. As an example
of experimental evidence'” in support of this con-
tention, one may compare data for LiF with that
for NaCl and KC1. It is found that the decrease
per unit phonon in the logarithm of « is about one
and a half times as great for the latter than the
former, This is consistent with the observation
that if we attribute multiphonon processes to just
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TO phonons, then Cg is about three times as great
for LiF than for NaCl and KC1.

Recent experiments'” indicate that multiphonon
absorption in a variety of crystals, especially
ionic crystals, vary very nearly exponentially as
a function of frequency, over a substantial fre-
quency range, If p, is a reasonably smooth func-
tion, then one can argue very roughly that if g,.,/
g, ~g for all n, then &,,,/% ~gC, which implies an
exponential form for «, Apparently, the condition
Zmn1/8, ~& is realized in practice, at least in ap-
proximate fashion, as discussed in Sec, III,

Although somewhat artificial, the Einstein model
should nevertheless be useful in deducing various
qualitative information regarding a(w). For real-
istic models, p is a continuous function of w, and
smoothing of higher-order convolutions would be
expected to lead to a corresponding smoothing of
a(w). It is thus reasonable to assume that just the
average rather than the particular details of the
phonons involved are important for large n. In
this spirit, the curve for a obtained by continuous-
ly connecting the 6-function strengths of the
Einstein model (value of o integrated over the n-
phonon regime), defined at integer n=w/w, to all
values of w, is expected to provide a qualitatively
meaningful picture of the frequency dependence of
a for more general cases as well, The emergence
of exponential behavior follows very naturally in
the Einstein model, as discussed previously, and
arises independently of crystalline effects (é #0),
although crystallinity may be important in deter-
mining the absolute magnitude of a.

Inspection of Eqs. (28) reveals that all else being
equal, the absorption decreases faster with in-
creasing w as the falloff parameter (R,) in the po-
tential increases. For a Gaussian or Born-Mayer
v inthe Einstein case, this is seen explicitly, as
o is equal to the sum of 1nR§ plus other terms,

The details of the absorption depend on the shape
of v as well, although an exponential-like behavior
would be expected to arise for most physically
reasonable choices of v,

Existing experimental data on alkali halides!’
implies that for T=0°K and w > wpg, axe /10,
with 0~3. 5 for NaCl, KCl, and KBr, and 0~2. 4
for LiF. In terms of w/wyo (Wio is the longitudi-
nal-optical -phonon frequency), in which units the
data in Ref. 17 are presented, the corresponding
0~5.6, 5.2, 5.1, and 5.-3; we employ scaling in
wro here to provide orientation of the multiphonon
results with the fundamental resonance peaking
at wro. We here calculate o within the Einstein
model, and appropriate to the Born-Mayer poten-
tial [see Eq. (39)]. Employing the average value
of the quantity »™! In(z®z!) between n=4 and 10,
and the Born and Huang'® values for 1, and calcu-
lating C; employing the k=0 TO phonon wro for
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wg, One obtains 0~3.6, 3.6, 4.0, and 2. 6 for the
same crystals. The use of wpo for wy is probably
inaccurate, as the optic-phonon frequency varies
substantially over the Brillouin zone'® for alkali
halides. It is not unreasonable to guess that an
appropriate weighted frequency lies between about
1l.1lwro to 1. 4wro. If wg=1.2wyo then one finds
0~3.2, 3.2, 3.6, and 2, 2 for NaCl, KC1, KBr,
and LiF, respectively. Considering the crudeness
of the Einstein model, these results appear to be
in adequate agreement with experiment. When one
employs a power law for v in place of the Born-
Mayer potential, the agreement with experiment

is much poorer, especially for large n. This is
not surprising, as the power law is conventionally
determined from thermodynamic prescriptions re-
quiring just the first few derivatives of v, while

in the present case we require accurate values for
the higher derivatives of v as well.

Temperature dependence. The explicit temper-
ature variation of ImP obtained here is exactly
equivalent to that of existing work'~* when differ-
ences in notation are accounted for, in the low-
temperature limit (3 <1). Essentially, an n-pho-
non process contributes a term proportional to the
absorption. It should be emphasized that for cal-
culations applicable to real crystals one must also
incorporate thermal expansion and self-energy ef-
fects on the phonon spectrum, as discussed by
Cowley, * for example, Such may be done either
from first principles, or in a semiphenomenolog-
ical fashion, as in calculations by Namjoshi, !° for
example.

At very high temperatures (nz > 1), the Debye-
Waller-like factors in Eqs. (28), which constitute
a temperature-dependent “vertex renormaliza-
tion,”?® become significant. This renormaliza-
tion is not accounted for in theories employing ex-
pansions in#,. Our results show that the nf' de-
pendence predicted in this limit by the latter theo-
ries is, in fact, cut down by exponential factors
of the form ¢™"%. For the Einstein model, for ex-
ample, let us examine the effect of retaining
Debye-Waller factors in a typical term in A,, such
as the first in Eq. (32). One needs to evaluate

G=0)
A= [ A1, (24 Cang)e ™ CE 1 (43)

For purposes of illustration the potential
vy=q'/ 2¢°R3e® enables the integral to be evaluated
explicitly, whence

A= ( noCr )" 1 |
(Ry+ RonoCy)' /% + R+ myCy ) (R+ RoneCy)'

(44)

Thus, for kyT/wy> R2/Cpg, the dependence of A(T)
on T and » becomes relatively weak. In practice,
temperatures where A deviates substantially from

74;'1 may or may not be reached prior to melting,
depending on the particular values of R, and C
for the crystal concerned.

Comparison with other worvk. The expressions
for lower-order processes in ImP can be shown
to be equivalent to existing results!~* obtained by
various authors utilizing what amounts to pertur-
bation theory for the Green’s functions ((a}(t);
(0))). In contrast to the latter works, however,
we here obtain a single unified expression for the
damping (ImII1~ImP) which contains phonon pro-
cesses summed to all orders.

Recently, several simplified theories of multi-
phonon absorption have been presented. Sparks
and Sham® consider #-phonon splitting processes
at a single vertex. The resulting expressions are
evaluated by assuming the major contribution to
involve just a single critical-point phonon w,, a
concept not far removed from an Einstein approach,
in practice., It can be seen from the convolution
expansion that under the same conditions where
just p, dominates the n-phonon regime, the split-
ting process mentioned yields the dominant contri-
bution to @, In another recent treatment by
Hellwarth et al.,? an Einstein-like model, where
only discrete phonon transitions within a unit cell
are allowed, is employed. Both treatments appear
to obtain the exponential-like behavior as here,
Mills and Maradudin®® have also obtained an expo-
nential behavior, within a classical model. The
agreement between the various theories is not
surprising, in view of the similarity of assump-
tions regarding the suppression of phonon disper-
sion, Also, the fact that crystallinity plays a
minor role in determining the exponential behavior
allows for considerable leeway in the choice of
models. Thepredicted temperature dependences
are also equivalent, with the exception of the very-
high-temperature regime, where the present ap-
proach leads to the modifications discussed pre-
viously.

It should be noted that the present approximations
leading to Eq. (23) account for contributions to a
from just processes occuring at a single vertex,
similar to those in the treatment in Ref. (21).
Presumably, processes involving repeated ver-
tices could be accounted for by employing vertex
corrections, as suggested recently by Sparks and
Sham.?* The latter authors find corrections which,
as an upper estimate, appear to modify the re-
sults for n=1-6 by changing 0— ¢ (w), where
0 -05-0.3. This suggests that for alkali halides,
where 0~3. 5, one obtains a reasonable estimate
of the frequency dependence by omitting vertex
corrections all together, although these may be
important for large n, or if very accurate results
are required,

We have not here treated the contribution of

21,22
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higher-order electric moments® to @. In general,
these could be equal in importance to the anhar-
monicity effects.® However, the rather good
agreement with experiment achieved in their ab-
sence in the case of alkali halides suggests that
the effects might be small in these crystals. Hell-
warth?® has calculated electric-moment contribu-
tions within his model, finding them to be small
except for highly anharmonic crystals, such as
LiF. The methods of the present paper are well
suited for calculating absorption due to electric
moments acting separately,25 as well as in com-
bination with anharmonic interactions,

In closing, it should be remarked that multi-
phonon absorption in real crystals involves impor-
tant contributions due to extrinsic as well as in-
trinsic, and surface as well as bulk processes, 818
The present methods can be adapted to treat the
latter effects, although the resulting expressions
could well become difficult to evaluate, due to a
lack of translational invariance in one or more
crystal dimensions.
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APPENDIX

The retarded Green’s function for the phonon
operators Ag, () = by, (t) + Bz, (t) is defined as

iGE (t—1)=0(t- )[4z, (O, Abgar )]y . (A1)

In the development that follows we suppress the
branch index « for notational simplicity. We will
here follow closely the procedures and notation
employed in Ref. 26, which treates a slightly more
general problem, and obtains results equivalent
to, but in a different form from, those derived
here.

To derive Dyson’s equation [Egs. (10)-(12)] we
first differentiate Ggp (¢ - ¢') with respect to £, and
the Green’s function generated by this operation
with respect to #. Time derivatives of A;(¢) that
appear are reexpressed in terms of the original
A;(#) operators by using the equations of motion
as determined by the full anharmonic Hamiltonian

H=Y wibgbi+V, .
k .
To carry out these operations, we first take the

second derivative of Gyp (¢ — ') with respect to ¢,
which gives

i d%az- G (t-1)= g; {82~ )[4z (1), AR 1)} + 6 = £ ) [Ag (), A ()] + (¢ = £ ) Az (), AR (1)) (A2)

Using the equations of motion, the required time
derivatives of A;(¢) are found to be (%=1)

iAp(t)=[4z (1), H)= w0 Be () + [42(1), V)= 3 B2®)
(A3)

iAz (1) = - iwg [Bp(2), H= wi {- iwpAz(t) - i [Bz(2), V, ]}

d

[
or, using the definition in Eqs. (12) for Fg,

Az (1) = - wpAr(2) - 2wiFy

Taking the Fourier transform of Eq. (A2) with
respect to ¢ gives

zf &t Gopr (t-t’)u:f ot ;—t {6t = £)([Az(2), Ab (¢ ) 1)} it

+ f Fot {6t - ') ([Az(0), AL (1)) + 0 - £ )W [Az (0, AL (¢))}de . (A9)

Upon integrating by parts, the first term on the right-hand side of Eq. (A4) may be seen to vanish, so that
«© . 1
- 21 iwPGyp (@)= [ dt & (6(0)] - iwp([Bz(0), Ak O)]) - (4 1), V4], 42 1)}

+ 0] - 0 (4 (9, AL (0)]) - wi([2FE (), AR Q1)) . (A5)

Using
-1
e
Gilw)= 3 e

the equation of motion for the Green’s function

i

Gy (w) may be expressed in terms of the GF
(G‘;’ A?k"»w as

Gizr () = GRw)[Bg 0 + ((Fg, 4B N, ] . (A6)
Having defined the GF on the right-hand side of
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Eq. (A6) as
i((Fp(), Ab (¢ )y =00 - £)([Fz(t), AN (£)]), (A7)

we proceed, as before, first taking.the second
derivative of ((Fz(t), A (#'))) with respect to ¢,
then reexpressing A{'(t) via the equations of motion,
and finally Fourier transforming with respect to
T=¢t-¢. These procedures give for the GF in Eq.
(A7)

[ arer & o, a3

_ f a7 7 { = i s(r)[Fe(m, AL O)])

©

- 8(r){[Fi(7), iwie BR (0)])

+8(M([F3(r), - wh AR (O)])
+op([Fe(r), -2FL O} . (A8)

The equal-time commutator of Fy(0) with A}. (0)
vanishes, so that

Prz(w) = (G2 ()" H(Fz, A,

=3[R, Bl Do+ (Fs, Fp)), . (A9)

Using (A6) and (A10), the equation of motion for
the Green’s function Ggp (w) may be written

Gier (@) = 557 G2w) + GH(w) P (0)GP (), (A10)

from which Eqs. (10)—(12) of the text follow direct-
ly.
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