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A unified study is presented of the infrared behavior of the second-order electric suscepti-
bilities x®’ in semiconducting compounds for both longitudinal and transverse fields. The mo-
lecular model used previously for the calculation of x(” for frequencies above the lattice reso-
nances is extended and applied to the calculation of X<2> for frequencies below the lattice reso-
nances as well. An ab initio calculation of the different contributions is given and the local-
field corrections are taken into account in a semiempirical way, consistentwith the macroscopic
infrared properties of these materials. In particular, the Raman, electro-optic, optical recti-
fication, and far-infrared frequency mixing coefficients are explicitly considered for the seven
semiconductors InSh, InAs, InP, GaSb, GaAs, GaP, and AlSb. The agreement with experiment
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is good. The relation between the ionic part of x

and the phonon-damping mechanisms in

these compounds is also discussed and a generalization of the Lyddane-Sachs-Teller relation
to the nonlinear regime is presented. Further, the relation of the different terms in x(z) to

the covalent character of the bonds in these compounds is briefly discussed in terms of the
exactly soluble unidimensional §-function~bond model. This latter approach combined with the
recent phenomenological descriptions of the bonding in tetrahedral covalent compounds can also
be extended for the calculation of x ‘¥ for the II-VI compounds.

I. INTRODUCTION

The formal quantum-mechanical expression of
the second-order susceptibility x(a’(wl, w,), which
relates the Fourier component _ﬁ(z’(wl +w,) of the
second -order polarization to the Fourier components
E(w,) and E(w,) of the applied electric field, has
been derived by different authors.'? In applying
these formulas to a particular crystal one must
take into account the specific physical and geomet-
rical characteristics of the medium as well as the
frequencies of the incident and created fields with
respect to the eigenstates of the crystal. These
fall into two distinct regions, the low-frequency
region due to lattice collective vibrations and the
high-frequency region due to the onset of electronic
transitions. For perfect crystalline dielectrics
these regions are well separated and depending on
the positions of the incident and created frequencies
different mechanisms contribute to x®>. For these
crystals, along with x‘z’ it is convenient to intro-
duce also the macroscopic second-order polariz-
ability per unit cell E, defined formally through
the relation

Xip(wi, wz):(l/v)é,-,k(wl, wy) , (1.1)

where v is the volume of the unit cell.

The expression of 8, containing explicitly the
different contributions, has been derived® within
the Born-Oppenheimer approximation® for a system
of charges contained in a volume element of dimen -
sions small compared to the wavelengths of the in-
volved fields. Apart from some formal discus-
sions® % or calculations” with simple models, how-
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ever, no detailed study of the over-all infrared be-
havior of 8 has been performed comparable to the
one that exists for the region of optical transpar-
ency. Despite the good agreement obtained by
some of these models, their a priori justification
is not clear and a more systematic treatment of the
infrared behavior of §is required. The study of the
infrared dispersion of 3, furthermore, is closely
related to some problems concerning electron-
optic-phonon and optic-phonon—optic-phonon inter-
action in dielectrics and includes as special cases
the linear electro-optic effect, the optical rectifi-
cation effect, and the mixing of two frequencies in
the near- and far-infrared frequency spectrum.
Here we present a unified study of the infrared
behavior of x'#, for frequencies below the onset of
electronic transitions but above the elastic reso-
nances of the sample, for the simplest case of
crystals possessing a nonzero x' 3 namely, the
family of the III-V compounds with 43m symmetry.
These compounds are cubic with two atoms per
unit cell and they consequently have a threefold -
degenerate infrared-active long-wavelength optic
mode which, due to long-range electric field ef-
fects is split into a doubly degenerate transverse
mode and a longitudinal mode. In this wavelength
region the linear susceptibility behaves as a scalar
and x'® has only one independent component X2,
When all the three frequencies, w;, w,, and w; +w,,
are in the optical transparency region of the crystal
above wy, x'? was well accounted for by assum-
ing®?® that only the dipoles connected with the re-
distribution of the valence electron density by the
electric fields give rise to polarizations; the

1264



6 INFRARED DISPERSION OF SECOND-ORDER ELECTRIC...

movement of the nuclei and their tightly bound core
electrons was disregarded in their calculation.
When, however, one or more of the frequencies
fall below wy, additional processes will come into
play giving rise to contributions in § which show a
dispersion characteristic of the lattice. 10 These
additional contributions in the nonlinear polariza-
tion arise from cross terms between the different
lattice modes and between electric fields and lattice
modes and can be understood only if allowance is
made of electron-phonon and phonon-phonon inter-
action in the medium. In the frequency range con-
sidered only long-wavelength phonons come into
play; hence the nuclear displacements are uniform
throughout a volume of dimensions smaller than the
wavelengths. This allows us to reduce effectively
the study of the lattice vibration modes and their
interaction with the electrons to those of a unit
cell''; again only the redistribution of the electron
density by the fields and the displacements will be
involved. The use, then, of localized orbitals for
the electrons as in Ref. 8 and the approaches of
Huang'? and Szigeti'® to treat long-wavelength lattice
waves are justified and one may consider a unit cell
separated from the rest of the crystal and described
by a Born-Oppenheimer wave function. This de-
scription is discussed in Sec. II. Microscopically,
then, the total polarization in the crystal arises
from the dipole moments induced in each unit cell
by electric fields and short- and long-range lattice-
deformation forces. These dipole moments can be
expressed in terms of microscopic polarizabilities.
However, the relation between these microscopic
polarizabilities and the macroscopic ones is com-
plicated by the fact that the electric fields acting on
~ the electrons and ions of a unit cell are not the
macroscopic ones. This problem will be treated

in a semiempirical way consistent with the macro-
scopic optical properties of the crystal. The ex-
pressions of x'* and x® in terms of microscopic
polarizabilities and local field corrections will be
given in Sec. III and their numerical calculation is
presented in Sec. IV. In Sec. V we present a brief
discussion of our results in terms of a simple and
exactly soluble model for a unidimensional bond!%?3
which allows us to single out the important param-
eters which determine x‘'?. This, combined with
the phenomenological description of the bonding in
the tetrahedral compounds proposed recently by
Phillips'® and van Vechten, '° can be used to compute
x'? in a simple way for a larger class of tetrahe-
drally bonded crystals.

II. INFRARED OPTICAL PROPERTIES AND MOLECULAR
MODEL

The III-V compounds possessing the zinc-blende
structure are of cubic symmetry (point group 43m)
with two different atoms per unit cell, each species
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forming face-centered cubic sublattices parallel to
each other and the one displaced by a vector ﬁ=a(%,
4, %) along the diagonal of the other, where a is the
lattice constant. Being diatomic these compounds
possess three acoustic and three optic modes. In
the frequency range considered the electromagnetic
fields couple only with the optical modes of wave-
length much larger than the cell dimensions; these
modes correspond to a uniform displacement of one
atom against the other within a unit cell while their
center of gravity remains fixed. This leads to
drastic simplifications in the description of the
linear optical properties of cubic crystals in the
frequency range below the onset of electronic tran-
sitions and Huang'! has shown that these can be de-
scribed simply in terms of macroscopic equations.
Introducing an appropriate parameter (N’, the rela-
tive displacement of the atoms multiplied by the
root square of the effective mass of the unit cell,
these macroscopic equations are*

V—V.:bu‘;"'bn—E’, (2. la)

PY-puw+bpE, (2. 1b)

where P'? and E are the linear polarization and the
electric field such as they appear in the Maxwell
equations w = (M /v)*/¥({ -i,); #; is the displace-
ment of atom i=A, B from its equilibrium position
Mt=M3+M3; M, is the mass of the atom i=A, B;
and v is the unit-cell volume, or v=N-!, where N
is the number of cells per unit volume. Huang!
shows that b;,=by. For monochromatic waves
which are exclusively considered here E=Eje %,
W=woe i, and PV = BV ¢~ %; gubstituting in
(2.1a) eliminating'\}/’, solving for 5(”, and using the
definition D'V = E + 478V = €E, one obtains

€= 1+4ﬂb22+4_ﬂlia£_a;_
=b1 —

or

€)= €uw
€—€.°+——9——-——2-1_(9/90) , (2. 2a)
since € =€, when £~ 0 and € =€, when @-», where
€, and €, are the static and high-frequency dielec-
tric constants; by « in the following we understand
a frequency in the transparency region of the crys-
tal. One obtains, then, by =—Q2, by=by,=[(€
—€.)/4n]'2Qy and by, = (€. —1)/47. We also define
formally the linear susceptibility x'*’ by the relation

€=1+4mxV. (2. 2b)

Using the charge neutrality condition vV-D= 0, one
can show®!® that the eigenfrequencies of the optic
modes which can exist in the crystal in the absence
of any applied electric fields can be divided uniquely
into transverse and longitudinal; they will be re-
ferred to by subscripts 7T and L, respectively.
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One can show? that no electric field accompanies
a transverse mode or E; =0, and hence from (2. 1b),

§(1)=bm\-”.7- =N€¥KT ’ (2. 3)

where 1 = (NM) Wy; this relation also constitutes
the definition of the macroscopic transverse effec-
tive charge e¥. The equation of motion (2.1a) be-
comes

Uy + 023,=0,
where §r =, is the frequency of the transverse
mode.
For a longitudinal mode one can show* that a

macroscopic field E =- 47D, is set up, and hence
from (2. 1b),

= b - er
W _ba = G eTe ke
§A 1 +471b22 W Nﬁ.o Uy, NeLuL , (2. 4)

which constitutes the definition of the effective lon-
gitudinal macroscopic charge

ef=e} /€. (2.5)
The equation of motion (2. 1a) becomes

Wy, = = Q8wy, —47b , P
or

i, + fi; =0, (2.6)
where

QF = (€/€) % (2.7)

is the frequency of the longitudinal-optic mode;
(2.7) is the Lyddane -Sachs-Teller relation. !’

Taking into account (2. 1b) and (2. 3) the linear
polarization induced by a transverse electromagnet-
ic field can be written

€u—1
i ©
The first term on the right-hand side arises from
the displacements of the atoms and, since i, obeys
Eq. (2.4), this term displays a dispersion charac-
teristic of the lattice; the second term in (2. 8)
arises from purely electronic contributions the lat-
tice being held fixed. However, the electrons con-
tribute substantially even in the first term through
their deformation by the atomic displacements.

This deformation follows the lattice displacements
adiabatically and is uniquely determined by the lat-
tice coordinates, hence the dipole moment connected
with it is part of the lattice dipole moment; this
accounts®!® for the actual values of the effective
charges e¥ which are different if only rigid motion
of ions is assumed to take place. Besides the pure-
ly electronic contribution the second-order suscep-
tibility also contains terms which in the infrared
show dispersion characteristic of the lattice.® The
origin of these additional terms is the same inter-

PY = Netd, + (2.8)
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correlation of electronic polarization and lattice
displacements mentioned above. As a matter of
fact, besides its direct coupling with the electrons,
a low-frequency or static electric field also induces
displacements of the ions along the polar trans-
verse-optic mode of the crystal. The electronic
distribution being determined by the relative nu-
clear positions is deformed in the course of these
displacements. Accordingly, a change of the elec-
tric-field-induced electronic-dipole moments re-
sults from both short- and long-range deformation
fields set up by the lattice. Furthermore, this
same deformation of electron shells mediates inter
action between phonons; together with the phonon
interaction provided through the anharmonic term
in the lattice potential, it modifies the lattice di-
pole moment and contributes nonlinear terms in the
total polarization.

A possible approach is to start with the complete
Hamiltonian of the crystal,

=2 e 2 2
H=Z——P!-—+E£-‘—+E L Z1e

1 2Mp T 2my 5 1T —Fl G IR =Fyl
Z,Z_rez
+ 2 == (2.9)
s [Rp=Rgl’

and then use a band description for the electronic
density distribution, for an arbitrary nuclear con-
figuration, to derive the different contributions in
X‘?; here M, m), (R, ¥), and (P, B) are the mass-
es, positions, and moment, respectively, of the nu-
clei and electrons. However, sinceinadielectric we
are only dealing with filled valence and core bands,
it is immaterial whether we use a determinant of
Bloch states or of localized orbitals to describe the
valence electron density. Finally since we are con-
cerned with matrix elements of one-particle oper-
ators, the determinant of the localized orbitals may
be replaced by its diagonal. This amounts to
regarding each electron as attached to a given cell
of equilibrium position ﬁo in the lattice; we call H,
the corresponding effective Hamiltonian of such a
cell. It follows that the electronic distribution
within a unit cell depends mainly on the relative
positions of the ions in the cell and will be affected
by changes of these relative positions. Here we
assume that for each nuclear configuration R= R+

“the wave function of the unit cell is represented by

a Born-Oppenheimer function

q’ev( IT: ﬁ) = Xev(ﬁ)(pe( T, ﬁ) ’

where ¥and R collectively denote the electronic
and nuclear positions, respectively. ¢,(%, R) is
the wave function of the electrons in the field of the
nuclei, which are held fixed in an arbitrary posi-
tion F{, e being the corresponding quantum number
with eigenvalue E,(R), a function of R; x,,(R) rep-
resents a wave function for the nuclei moving in

(2.10)
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the effective potential E,(R), the corresponding
eigenvalues being €,,. We write the Hamiltonian of
this restricted system as

Hy=Ty+Tp +V(F, R), (2.11)

where Ty and Ty are the kinetic-energy operators
for the nuclei and the electrons, respectively;
V(F, R) is the potential-energy operator of the in-
teractions between all the particles in the unit
cell. In the adiabatic approximation, then, the ei-
genvalue problem is split into the following:

[Tz +V(F, R)]¢.(F, R)=E,(R)¢,(F, R), (2.12a)
[Ty +Es(B)Xeo®) = €0 X 0ulR) - (2.12b)

We restrict ourselves to the ground state of the
electronic system and we denote by Ey(R) the en-
ergy, a function of the nuclear configuration. We
assume that Eq(R) can be developed in powers of
#i= R - R, which, in the case of cubic crystals, is
directly proportional to the normal coordinate of
the long-wavelength optic mode.!® Hence

Eo(ﬁ) =Eo(§0) + "lé‘ E:,'ziju,-uj+ %Eé?:ikuiu,uk 5 (2. 13)

where we have limited the expansion up to third-
order terms. Eo(ﬁ) is actually the cohesive energy
of the crystal in its ground state.

It is clear that the bonding electrons which re-
flect the structural characteristics of the crystal
will be most deformed by the displacement @, while
the deep-lying core electrons will follow essential-
ly undeformed the nuclear motion. We introduce
the simplification that for each nuclear configura-
tion ¢,(¥, R) describes only the system of the eight
valence electrons per unit cell. These will be as-
sumed to form a system of separated electron
pairs accommodated in effectively localized bonds
between adjacent atoms.!® The core electrons, on
the other hand, are assumed to be unaffected by
the bonding and not coupled to the valence elec-
trons; they are rigidly bound to the nuclei, cancel-
ing part of their positive charge and leaving posi-
tive charges Z,e and Zge on each nuclear position.
These will be taken pointlike and undeformed in the
course of the nuclear displacements. Their values
will be the valence charges 3 and 5, respectively,
for the group-III and -V atom.

There are four equivalent tetrahedral bonds per
unit cell which, in the equilibrium nuclear configu-
ration ﬁo following Ref. 19, are described by or-
bitals of the form

PO0; RY)=KRp)[pslr; Ro)+\Ro)p5(r; Ro)l.

(2.14)
K is the normalization factor, ¢, and ¢z are node-

less Slater-type sp® orbitals whose coefficients ¢
for the equilibrium configuration R, are deter-
mined by the Slater rules, and the parameter A is
determined by the usual linear-combination-of-

atomic -orbitals (LCAO) method. Extending

this picture we assume that the LCAO-MO (molec-
ular-orbital) treatment can be used for each nu-
clear configuration R and we regard each bond AB
as an independent unit represented in its ground
state by two uncorrelated electrons with opposite
spin directions; each electron will be described by
an orbital of the form

PO(F, R)=K®)[¢pa0r; )+ \R)pslr; R)], (2.15)

where ¢, and ¢ 5 have the same analytical form as
in (2. 14) but the parameters ¢; and X become con-
tinuous functions of the bond distance, ¢;(R) and
MR), respectively. More specifically, it will be
assumed that for small changes SR of the internu-
clear distance one can write

ta(R) =L e R0, (2.16a)
gs(R)=§A€5R/p, (2.16b)
MR) = A °R/7 (2.17)

where §; and X are the values of the parameters in
the undistorted lattice and p is the range over
which the undistorted electronic distribution around
each atom is expected to change appreciably; for
each bond p~! can be taken ~3(f, +{5z). These mean
values for the different compounds are actually
very nearly equal to an average value &,, and ac-
cordingly we will put pt=¢,,~1.4a.u. We as-
sume, furthermore, that the properties of a bond
are affected only by the stretching of that bond and
are unaffected by the stretching of other bonds or
changes of bond orientations.

Finally we need the form of the lattice potential
®(R)=Ey(R); this also determines the cohesive en-
ergy of the crystal. Our knowledge of this quantity
for covalent crystals is poor. To be consistent
with the over-all electronic picture described
above, one should use the Hartree product of the
¢,(F, R) expressed in terms of (2.15) and compute
Eo(ﬁ) from (2.12a). This can be done along the
lines of the work of Coulson and Doggetm or Korol
and Tolpygo.? Such an approach which essential-
ly amounts to adopting a valence force field would
introduce short-range directional forces® and long-
and intermediate-range electrostatic forces. Here
we shall assume that the lattice energy per unit
cell (pair of ions) can be written in the simple form

Ey(R)= - Ae?/R +nyBe®/", (2.18)

which essentially implies a central force field and
consists of a long-range attractive part &, = — Ae¥/
R and a short-range repulsive part & =noBe'R/".
Intermediate -range electrostatic forces are not
explicitly included but will be assumed absorbed®
in the two terms of (2.18); ny=4 is the number of
nearest neighbors around an atom, B measures the
strength, and p the range of the short-range repul-
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sive potential. This arises from the extension of
the electronic distribution around the atoms and is

the same quantity as in (2.16a), (2.16b), and (2.17).

For the case of the III-V compounds it is deter-
mined by the ¢ coefficients in (2. 14); as stated
previously the1r values range around a value &,,.
Taking p ~¢;! the same for all compounds, one
finds Ry /p =~ 6 5 while for ionic crystals one has*
R/p=~10. The first term in (2.18) is a Madelung-
type energy; clearly both the nuclei and the elec-
trons contribute, but since the charge distributions
as described by (2. 14) are rather extended and
easily polarizable the calculation of A presents a
formidable task. In the present work we assume
that the long-range part in (2. 18) is obtained by
replacing the electronic charge distribution and the
nuclear charges with point charges ze and - ze lo-
cated at the sites A and B, respectively, so that
over-all charge neutrality is ensured; then A = oy,
X (ze)?, where a, =1.628, the Madelung constant
for the zinc-blende structure. The two parameters
z and B will be determined? % then by use of the
experimental values of the compressibility « to-
gether with the lattice equilibrium condition.

In order to eliminate z and B we proceed as fol-
lows. Since the lattice potential must have a mini-
mum at the equilibrium distance, the first deriva-
tive of (2.18) must vanish or, putting &g=wny¢s,

Ae®/RE+nyp s(Ry)=0. (2.19)

The compressibility « of the crystal is defined by

1 4%
Pl (2. 20)

or, since v~R?},

R32 (6320 -5 25
- ERES(0" R+ 1 05(R0)

and using the explicit form for ¢ ¢ one obtains

1 ;_4Rgl<l _l)ﬂ.

K v\p Ry/p
Then (2. 21b) determines B and (2.19) determines z
if k is known; the latter can be determined experi-
mentally from the elastic constants ¢, and ¢, of
the crystal. As stated previously noncentral forces
are not explicitly considered here. These forces
are essentially three -body short-range forces and
their contribution to the compressibility «x =3/(cy;
+¢y) will be small since this quantity determines
uniform volume changes under hydrostatic pres-
sure; hence only bond lengths are changed under
this type of deformation while the angles remain
unchanged. The same can be anticipated to be the
case for the quantities related to the long-wave-

(2. 21a)

(2. 21p)
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length optic mode, to be introduced below; these
arise mainly from distortions within the primitive
unit cell and the nearest-neighbor interactions will
be the dominant ones while noncentral forces in-
volve next-nearest-neighbor interactions which are
expected to be by an order of magnitude weaker.
However, these forces are necessary in order to
partially account for the breakdown of the Cauchy
relations and for the stability of the lattice against
shear stresses as determined by the elastic con-
stant ¢4 and by ¢;1; = ¢y in these crystals.

Having thus defined the Born-Oppenheimer wave
functions and energy states of our system, we can
apply the formulas of Appendix A to obtain the ex-
pressions of the polarizabilities of a unit cell. We
begin by reproducing the Huang relations which re-
fer to the linear polarization.

II. POLARIZABILITIES AND LOCAL-FIELD CORRECTIONS

The Huang equations (2.1a) and (2. 1b) and the
parameters €), €., &, introduced in (2. 2) are mac-
roscopic and independent of any specific assump-
tions concerning the nature of the electronic charge
distribution in the crystal. In this section we give
an interpretation of these parameters in terms of
the microscopic model described above and then
proceed to derive the expression of the second-
order susceptibility. First we derive expressions
of the microscopic polarizabilities, as defined in
Appendix B, relating the dipole moment induced in
a unit cell to the effective field. Then we consider
the relation between effective and applied macro-
scopic field. Throughout the discussion we shall
assume that the fields are far from any resonances
so that the frequencies can be assumed either zero
or infinity depending on the cases. The frequency
dependence will be introduced subsequently using a
semiclassical approach.

A. Microscopic Polarizabilities

In Fig. 1, we show a group of four bonds cen-
tered around a group-III atom and the crystalline
axes KXYZ for the undistorted lattice. In this ref-
erence frame the bonds point along the principal
diagonals [111], [111], [111], and [111]. Owing to
the 43 symmetry, all bonds are equivalent to
each other for the perfect lattice and can be ob-
tained from one another by successive application
of the group operations. In the sameé figure we
show a coordinate system fixed to the bond. The
z axis is oriented along the bond axis towards the
group-V atom and 0 is the geometric midpoint of
the bond. When the atoms are displaced accordmg
to an optic mode by small displacements = R- RO,
the lengths of the bonds change as do the angles
between the bonds distorting the tetrahedral sym-
metry and rendering the bonds unequivalent. We
single out such a bond in the presence of an arbi-
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FIG. 1. (a) Four equivalent tetrahedral bonds in the
unit cell; B is the IIT atom and A is the V atom, The crys-
talline axis [111] and the corresponding bond axis 04z are
pointing from the III atom to the V atom of the BA; bond
and similarly for the other three bond directions. This
convention is the one adopted by H. C. Gatos and N. C.
Lavine, J. Electrochem. Soc. 107, 427 (1960) and is used
throughout the text of the present work. (b) Unit cell dis-
torted according to an optic mode of a particular polar-
ization.

trary electric field g. The polarizabilities of dif-
ferent orders are then defined by the following ex-
pression:

W=Wo=p,8,~%2; 8,8, - 48:38:8,8,, (3.1)

where W, is the bond ground energy; p is the per-
manent-bond dipole moment; «;; and B;;, are the
first- and second-order bond-polarizability ten-
sors. Their expressions are given by usual time-
independent perturbation theory. They depend
uniquely on the ground-electronic-state distribu-
tion which in the present model is represented by
the wave function (2.15). Accordingly they are
continuous functions of the bond distance and can
be expanded in powers of the change of the inter-
nuclear distance 0R which is linearly related to «.
For an arbitrary nuclear configuration R=Ry+1
the polarizabilities of a unit cell are given in terms
of the polarizabilities of the four bonds by the ex-
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pressions (B1) and (B2) of the Appendix B. In the
present work, as in Ref. 8, we assume that the
bonds possess axial symmetry which is preserved
throughout the nuclear motion. Further, we as-
sume that the polarizability of one bond is affected
only by the stretching of that bond, and is unaffected
by the stretching of other bonds or the changes of
bond orientations. Expanding these quantities in
powers of U=Uy —U,, inserting the values of the
direction cosine for the undistorted lattice and
writing a,=a,, a,=q,, Bxyz =B, and B,,,= B, one
obtains

=B (1),
a;(R)=af; + o up+- o,

Bm(ﬁ)= B?jlz+ )

where
alf,= -§—(a.,+ 20,)0,;, (3.2)
4
Ei:jkzé—\[_g_(ﬁu_3ﬁl)€ijk ’ (3.3)
4 da da 2
a§§;= 3/3 [ SR“ - BRL _E()(all - a.L)] €iie »
(3.4)

where 0;; and €, , are the Kronecker and Levi-
Civita tensors, respectively.

The first two quantities are the conventional
linear and second-order polarizabilities per unit
cell for uniform electric fields and their expres-
sions were derived in Ref. 8; o'? is the micro-
scopic Raman polarizability tensor for a unit cell.

Following Appendix B, we define the lattice di-
pole moment for a unit cell by

ﬁ(§)=f¢e(f', ﬁ)(‘ezifc‘*eZAﬁAJrezaﬁs)
X¢2(F’ ﬁ)dfy

a function of the nuclear coordinates; ¢ runs over
the eight valence electrons per unit cell and eZ;
are positive point charges. This quantity can be
written

H(§)=ﬁ(§)+e(ZA—4)§A+e(ZB—4)ﬁ3 N (3.5)

where 7(R) is the permanent electronic dipole mo-
ment of a unit cell for an arbitrary internuclear
configuration; its expression is given in Appendix
B, Eq. (B6). The quantity (3.5) being a continuous
function of R can be expanded in powers of T =R —ﬁo
and one obtains

>eoE (1) a1 2y, >
pR)= p 7 T+ 3 u®:uu,

where the constant term is zero for the 43 point-
group symmetry,

-~

oW g=

TD.Tre(z, -4)0,+e(Zp - 4)T,

(3.6).
and
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(3.7)

The expressions of 7'’ and 72 are given in Appen-
dix B; we define the quantities Zz and ¢, by

"eZE/4EPO/Ro

(2) _ (2
Higethsihpy = Tijp U jUp
(1)

(3.8)
and
_%

- e§d= ﬁ . (3. 9)
For an optic mode the center of gravity of the two
atoms in a unit cell stays fixed, or M i, +M gl = 0.
Then inserting the expression (B8) for 7" in (3.5)
one obtains after some rearrangement of the terms

P,

w e T= QU+ M(Qp/Mp — Qa/My) T, (3.10)
where

Qu=e(Zy-4-%25), (3.11)

Qp=e(Zg-4+%2g), (3.12)

Qi=%ely; (3.13)

uY behaves as a scalar; we define the microscopic
effective charge per unit cell e} by the relation

ph=ef (3.14)

or
e}::Qa*'M(QB/MB _QA/MA) . (3.15)

The quantities @, and @z refer to ch”arges which
are defined for the undistorted nuclear configura-
tion while @, is a charge arising from the redistri-
bution?® of the electronic density by the change of
the bond length.

The coefficient u'® of the second-order dipole of
a unit cell has a single independent component; in-
serting (B9) in (3.%7) one has

4 [8% 1/3 82
e en= gty e 7 (B0 - ) e
(3.186)
it is to be noted that u‘® arises only from the elec-
tronic part of the dipole moment (3.5).
Finally we need the expressions of the shori-

range oscillator strength Mw?=¢{2 and the coeffi-

cient qbﬁ?,ﬁ of the third-order anharmonic potential
appropriate to the oscillation of the two interpene-
trating sublattices against each other. These quan-
tities are defined by the expansion in Taylor series
of the lattice potential (2.13), and their expressions
are derived in Appendix B; ¢(2’ behaves as a scalar
and ¢‘? has a single independent component. The
contribution to ¢>(2) from the long-range part of ¢
reduces to zero by symmetry*®; hence ¢‘? is de-
termined solely by the short-range part of ¢, or

4( 2 8¢ 329§>
@2 _2(_ <« Ps .
(p!j —3<R0 3R+ R 6”)

only interactions with the four nearest neighbors

(3.17)
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were taken into account. Comparing (3.17) and
(2. 21a) one obtains
3 v 1
2_9 -
i RTI (3.18)

The coefficient ¢} on the other hand contains
contributions both from the long- and short-range
part of (2.18). Further, atoms more distant than
nearest neighbors contribute in the long-range part.
The expression of <1>(3’ is derived in Appendix B;
one has

4 [o%. 3/1 89 82
(3) _ —_ =
Pir=373 [ﬁ*R(,(RO oR 572% Cisn
+15(ze)22’nRR——3—1£7R €, (3.19)
R

where in the term on the right-hand side the sum-
mation now is understood to extend over all atoms
except the four nearest neighbors (see Appendix B).
The first term contains the contribution from the
four nearest neighbors while the second term con-
tains the long-range interactions with the more
distant atoms; in (3.19), ¢ = — (ze)¥/R + Be~®* and
the derivatives are evaluated at R = R,,.

We have now derived in terms of known quantities
the expressions of all the coefficients needed to de-
termine the microscopic polarizabilities of a unit
cell. Our next step is to derive the expressions of
the corresponding macroscopic polarizabilities.

B. Macroscopic Transverse Polarizabilities and Local-Field
Corrections

In using the localized model and trying to relate
the microscopic polarizabilities to the macroscopic
ones, one is faced with the problem of the field
acting on the charges in a unit cell. These polar-
izable charges within a unit cell do not respond to
the externally applied field E but rather to the ef-
fective field §. This is different from the macro-
scopic one and also contains the electric-field-in-
duced interactions between the charges. These in-
teractions between the more or less localized
charge distributions are always present and modify
mutually the wave functions and energies of the re-
stricted Hamiltonians H,. Theorigin ofthese inter-
actions is in the terms neglected in attempting to
reduce the complete Hamiltonian H to a sum of unit
cell Hamiltonians H,. These are long-range Cou-
lomb and exchange forces. For well-localized and
well-separated charge distributions the dipolar
term in a multipole expansion of the Coulomb terms
would be sufficient and the Lorentz field would ap-
ply. For uniform charge distribution on the other
hand, all the higher multipoles are equally impor-
tant and have to be included, reducing the field to
the macroscopic one. For intermediate charge dis-
tributions these extreme cases do not apply; &



varies strongly over the unit cell and has a very
complex functional dependency preventing any sim-
ple a priovi calculations of this quantity. Following
Ref. 8 we assume that for a cubic lattice we can
write

E(w)=E(w) +LBlw) , (3. 20)

where L is a scalar and P is the total polarization.
A second simplification is that & is constant over
the polarizable unit and equal to some appropriate
average value. The second term on the right-hand
side of (3. 20) is the material component of the ef-
fective field which includes the interactions between
the charges.® The total polarization P is the sum
of all dipoles per unit volume induced by the effec-
tive field in each unit cell.

In deriving the expression of the macroscopic
second -order polarizability one has to obtain the
expression of the total polarization of frequency
w; +wy, This is

Plwy +wy) = N‘a{’(wl +Wy) -[ﬁ((pl +wp)+ LB (wy +wy)]

+NB(w;, w2):[Bw;) +L Blwy) [[E(w,) + LP(wy)];
(3. 21a)
a and B are given by the expressions (A13) and
(A14), respectively. Further, we assume that the
frequencies w;, w, and w;+wj,are far from reso-
nances. &

Rearranging the terms in (3. 21a), taking into
account that @ behaves as a scalar and keeping
throughout terms up to the second order in the elec-
tric fields, one obtains

Bwy +wy) = Nf (w1 +wp) @ (W + wp) Elwy +wy)

+Nf (wy + wg)Blwy, wg)flwy)flwy): Blw)E(wy),

(3. 21p)
where
1
f(w)=m . (3.22)
Formally, one has
Plwy+wp) =P MW+ wy) + PP (wy +wy) ,  (3.23)

with
PP (w)=x{} (@) E;(w) =N &, () E (w)
and?®
P2 (0 + wg) = XiB(wy, o) Ej(wy) Eylwy)
=NB inlwy, wo) Ewy) Ep(wy) ,

where & and é are the macroscopic linear and sec-
ond-order polarizabilities per unit cell. Compar-
ing (3. 23) with (3. 21b) one obtains

&ij(w):f(w)au(w) , (3. 24)
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Blwy, wg)= flw;+wy) Blwy, wg)flwy)flwy) . (3.25)

The macroscopic quantities of interest for us are
the second-order polarizabilities for transverse
fields. But before deriving their expressions we
shall give an interpretation of the Huang equations
for the linear polarization in terms of the present
model and, in particular, obtain the expressions of
€., €y, €F, and Q. As it was mentioned in the be-
ginning of this section in using expressions (A13)
and (A14) the frequencies will be assumed zero or
infinity depending on whether they are larger or
smaller than the lattice frequency wy, respective-
ly.

The expression of the linear microscopic polar-
izability per unit cell is given in Appendix A. For
a field E(w) where w is much higher than the lattice
resonance only the first term af, due to the va-
lence electrons, contributes, and the linear macro-
scopic polarizability &% is

= E
ag=fa” ,

and the linear polarization

PY(w)=NfafE(w), (3. 26)
where
1
T= A=) e. - 1)/an] ®.27)
and
(€w—~1)/47=Nfa® |, (3. 28)

For a field E(Q) where @ <wy, then both terms
in (A13) contribute and the corresponding total
linear macroscopic polarizability is

a=folef/Mwi+a®)
or
BUY(Q) = Nfgle*?/ Mw?+ aB)E(Q) , (3.29)

where

1 0 *Qz
fo= 1 ~NL(e¥*/Mwi+a”) =/+NL f{Wfos - (3.30)

After some rearrangement of the terms in (3. 29)
one obtains

x2 n\=> - -
B n(aL G~ ot )E@)= 4 B@)
Mw? 47
- (3.31)
or, taking into account (3. 28),
€—€u . ffoe®?  ef?
47 =N M w? —Nngi ’ (3.32)
where
ef = fef, (3.33a)
w = (F/fowl. (3. 33b)

The last assignments are actually consistent with
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the equation of movement of the ionic displacement
U, which is written

Mip + Ml o= X [B(Q) + LBV(Q)]
since

= + €o—1
P (w) = Nekiy + o

E(w),
one gets

Mi"x’T +M(w? ~NL e¥e}/M)ir =fe}"i§(w)

or (3.34)

My + M2ty = eE(Q) ,

which is identical with (2. 1a) if the relations (3. 33a)
and (3.33b) hold. This concludes also the interpre-
tation of the Huang relations in terms of the param-
eters of our microscopic picture of a III-Vcom-
pound. As it can be seen from (3.34), w? is deter-
mined by the competition of the short- and long-
range polarization forces. The latter are expressed
in terms of the effective field factor f. Lacking
any other evidence about the actual value of this
quantity in the III-V compounds we determine f as
in Ref. 8 by requiring that the value of €. as cal-
culated from (3. 28) be equal to its experimental
value,

We proceed now to derive the expression of 8 for
the different frequency regions with respect to wr.

(a) When w;, w,, and w;+w, are in the transpar-
ency region above wy then f(w;)= f and from (B14),
B=B%; the second-order macroscopic polarizability
BE is

Be =f 35E
and the corresponding susceptibility
xs? = NF26% (3. 35)

which is the expression obtained in Ref. 8. This
quantity describes the second-harmonic generation
and the frequency mixing in the transparency region
of the crystal.

(b) When w;, w;+w,>wyr>w,then from (A14),
B=B" +e}fa'?/2Mw?, and denoting by Bgo the cor-
responding macroscopic polarizability one has
from (3. 25)

Bua s (5 iy a) 5
EO 2 Mwj 0

or, after some rearrangement of the terms in the
last expression and use of (3. 30), one gets

EEO=EE+‘% &(l’e’}‘./Mw% ’ (3. 36)
where
G = £¥a 4 2NL o 6") (3.37)

is the macroscopic Raman polarizability tensor? of
a unit cell for transverse phonons. The question
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arises whether this tensor is actually the same as
the one conventionally defined® through the third-
order susceptibility x‘'®. This is indeed the case
and it is shown in Appendix C.

The susceptibility corresponding to (3. 36) is
actually the coefficient which des cribes® the linear
electro-optic effect (EO) and will be denoted by
X5,

X5 =N(Bg+3dV et/ Mwi) . (3.38)
It is convenient to write x4 in the form

Xg0 =Xz (1+Cy) , (3.39)
where

Ci=a" et/ 26 Mwi (3.40)

measures the ratio of the lattice-induced contribu-
tion over the purely electronic contribution in x%.

The relation between this coefficient and the con-
ventional electro-optic coefficient #;;, which mea-
sures® the change of the dielectric constant €.
caused by a static electric field is

r=—(4n/)3 .

Similarly, one can treat the case where w;, —w,
>wyp, but w; +w,y<wy; denoting by Bor the corre-
sponding polarizability one has from (B14) and
(3. 25)

- -~ - X
Bor=fo (BE + %ﬁ% a(1)> ff=Bs+% a(l)]qe'(%g )
(3.41)
which is identical to (3. 36). This coefficient is
closely related to the optical rectification (OR)
coefficient x'® which indeed is equal to 52 as
can be expected by the generalized symmetry rela-
tions! of x{H(w;, wy).
(c) Consider now the case w;, wy<wyp <wW;+wWy3

then from (B14) and (3. 25)

] =f<;33+l ef av, L ef
u 2 Mwg 2 Mwy
chue L) pp (3.420)
B Mo M2 )07 )
or
* *
3 .l _€er 1~ _€r
By=Bg+3d W+2a W
1~ et ek
N +E“(2)M$ﬁ MZ)Z ’
where
9124 NLek V4 NLe$(28E NLef + o'P) If
1

(3.43)
is the macroscopic coefficient of the lattice second-
order dipole moment.

(d) Finally, we consider the case of w;, w, w;
+wy<wp. One obtains from (3.25) and (B13) after
some reshuffling of the terms
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% X X X X
BuefBoslagh €2 Lo €T 1) €1 1 -(2 €r €r
Bur=Pp+3za MoZ 2% Y "7 M T TH T Mk MwE
1~ €F_ ef 1. ef ef 1z et _ef _ef
T 0l MwZ T Mw? Mok 7¢ MwZ Mw? Mw?’ (3. 42b)
where
¢ ={p'P ~NLe§ 1'? ~NLe$ (u'® + NLeFa'? ) — NLe$[p'? + NLega'D + NLef(a'V + 2NLe$ %)} . (3.44)

In analogy with (3. 40) it is convenient to intro-
duce also the quantities

C 1 ‘I(Z)( e; 2

2=3 —BrE— M_?wT) , (3.45a)
~ l &;(3) eT* 3

Ca— - 2 E(erg) . (3. 45b)

The susceptibilities corresponding to (3.42a) and
(3.42b) can then be written

X2 =x52(1+2C,+Cp) ,
X2 =xs2(1+3C,+3C,+Cy) ,

(3.46a)
(3. 46Db)

respectively. These two coefficients describe two
different cases of frequency mixing in the infrared.
However, due to the finite linewidth of the phonons
it is experimentally difficult to measure the first
one.

This concludes the derivation of the expression
of the macroscopic second-order polarizability in
the different regions of the infrared spectrum of the
crystal,

The expressions for x‘? derived above are only
valid for frequencies w;, w, and wy+w,not in the
neighborhood of wy;. The actual frequency-depen-
dent expression of x'?(w,;, w,) can be obtained most
conveniently using the semiclassical approach out-
lined in Appendix D. Introducing also phonon damp-
ing one obtains

(2) (2)
7

X (wy, wp)=xP+x2(w;, w)+XxPi(wy, wy

+x 2wy, wy), (3.47)

where the different terms are

1 1 1
. ) (2
Xu? (W, wy) cl(D(wl) +D((Uz) +D(w1+wz)>XE ’

(3.48a)

1 1
X52 (wy, wy)= Cz(p(wl)l)(w?) * D(w; + wg)D(wy)

1
*m)x?’ , (3.48b)

1
(2) = 5
X' (@1, @)=Cs BN DEND(@rw) E 7

with (3.48c)

D(wf) =1~ (wi/wT)z 'iw{r/sz ’

[

and I' is a phenomenological phonon relaxation
time. For frequencies far from wy it is easily
verified that this expression of x‘? reduces to the
different frequency-independent expressions derived
previously.

The two mechanisms that are responsible for the
contributions (3.48b) and (3.48c) in x‘?, namely,
the phonon interaction through the second-order
lattice dipole moment and through the anharmonic
potential, respectively, also determine the phonon
relaxation time 7=I""! and the energy loss per unity
time we” (w) in the infrared in these crystals. The
infrared spectra of these crystals besides the broad
main absorption peak at the fundamental frequency
wyp also show somewhat weaker two-phonon absorp-
tion peaks corresponding to the different combina-
tion frequencies at the critical points of the optic
and acoustic modes. The broadening of the main
peak, as measured by I', is caused®® by the ¢‘*
mechanism but the origin of the two-phonon side-
bands, below and above wy, is due to both the u'?
and the ¢'® mechanism and the total energy loss is
most conveniently expressed® in terms of we’’(w),
where €' (w) is the imaginary part of the linear di-
electric constant. The two pertinent quantities T’
and we'' (w) are actually frequency and temperature
dependent and formal expressions for the case of
cubic crystals have been derived by different au-
thors®2-% with different assumptions. The most
detailed analysis is the one presented by Szigeti. #
This author uses perturbation theory to derive the
expression for we’'’(w). The final expression con-
tains thermal averages and summations over the
whole Brillouin zone and over all phonon branches.
His treatment is in principle only valid for frequen-
cies not in the immediate neighborhood of w;. Fur-
ther, the theory has to be reconsidered® for the
covalent crystals like the III-V compounds studied
here. However, for a qualitative discussion we
reproduce here the expression of we’’ (w) derived in
Ref. 33. In the high-temperature limit, above the
Debye temperature, one has®

2 * 7(3) 2
we"(w)dw=ﬂ—-3—§vl‘ 2 {3/1(2’ ——el-gl——g—)}

e M(ws - w

2
X w )
(e a0
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where the summation goes over all the pairs of the
phonon branches, 7and 7’ in the k space such that
W, + Wy OF W, — W, lie in the interval (w, w+dw);
T stands for the transverse-optic mode at 2~0
while 72 and ¢ are the appropriate second-or-
der dipole moment and anharmonic potential coef-
ficients, respectively.
Taking into account (3.45a) and (3. 45b) the quan-
. tity inside the curly brackets in (3.49) is essential-
ly ~3C,+Cy which as it can be seen from (3. 48a)
and (3.48Db) also determines x \2 +x {?. Hence the
knowledge of the latter quantity will allow one to
determine which mechanism is the dominant one in
(3.49). In particular, it is easy to see from
(3.48a), (3.48b), and (3.49) that both x i3 +x {2 and
we’’ (w) will vanish for a frequency either above or
below wr depending upon whether ¢‘®ef/MwZp'®
<0 or >0, respectively. However, there is a fun-
damental difference between-the two quantities in
that while in (3.48a) and (3.48b) strictly long-wave-
length infrared-active modes come into play this is
not the case for the quantity wi"(w) where phonons
in different branches (optic and acoustic) and points
of the Brillouin zone contribute the only restrictions
being the wave-vector and energy-conservation and
the crystal-symmetry requirements. In fact the
occurrence of the critical points is crucial in the
case of we'’'(w) and accounts for the familiar sub-
structure of the infrared-absorption profile while
these critical points are irrelevant in x‘®. From
(3. 49) one can also obtain the integrated infrared
absorption coefficient

”n
a“‘:gjg_.g.a)_) dw ,

(3.50)
m w

a dimensionless quantity.

Because of the presence of the resonant term
(w2 —w3)!in (3.49), the anharmonic potential is
the dominant mechanism near w; and determines
the broadening of the main peak at wy. Here we
shall only give a rough estimate of the broadening
parameter T using Mitskevich’s expression. %
There it is shown that the complex dielectric con-
stant of a cubic crystal has the following form:

e(w)=¢" (@) +ie "(w)=€¢(T)+6;%% oz,

where Qy~wy, Q,=wr+A(w), and A(w) is a fre-
quency-independent shift, and

kT d’,(s) )z
wp= U (m 63(w) ,

where 05(w) is a dimensionless frequency-dependent
form factor which contains summations over the &
space and over the phonon branches. Replacing the
different quantities in 6;(w) by averages over the
Brillouin zone, for the case of the zinc-blende
structure one obtains the following expression for
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W
T 9"”)3
wpl'= i (Mw,- 9,

where 6 is a quantity of the order of unity.

In view of the uncertainties concerning the actual
temperature and frequency dependence of the differ-
ent quantities the numerical use of (3.51) is bound
to be only an order-of-magnitude estimation of I'.

A detailed study of phonon relaxation in covalent
crystals will be given elsewhere, 3

(3.51)

C. Macroscopic Longitudinal Polarizabilities

The previously derived expressions for § actually
refer to transverse polarization. One can analo-
gously define the corresponding quantities referring
to the longitudinal polarization. We shall discuss
explicitly only two cases, but before doing so for
the nonlinear polarization we consider the linear
longitudinal polarization and derive the expressions
of the corresponding linear macroscopic polariza-
bilities. The microscopic polarizabilities pre-
viously defined are actually independent on whether
the fields are longitudinal or transverse; the
macroscopic polarizabilities, on the other hand,
have different expressions for the two polariza-
tions. 13163 This is due to the macroscopic field
~47Py, that is present when the polarization is
longitudinal, while it is absent when the polariza-
tion is transverse. The derivation of the expres-
sion of the longitudinal polarization will proceed
as in the case of the transverse polarization with
the additional inclusion of the macroscopic field
—-47P,. We shall consider only the case where all
fields are longitudinal and the corresponding quan-
tities will be distinguished with the subscript L.

Following the pattern of Sec. III B, the total lon-
gitudinal polarization at the frequency w; + w, is the
sum of all unit-cell dipoles induced in a unit volume
or

‘-I;L(wl + W) =N 0 (w; + wz)'[ﬁ(% +Wy) +L§L(w1 +wp)

—4nP(w + wy)] + NB(wy, wy): [E(w,)+L B, (wy)
- 4#§L(w1)][ﬁ(w2) +L§L(w2) - 47T§L (wz)] .

After rearranging the terms one obtains

= o fwit wy) e -
Prlwy+wy)=N (@, o) Q (wy + W) E(w; +wy)

+N L&‘ﬁl_tﬁ’.z_)é(wh wz)f(wl) : E(wx)ﬁ(wa)s‘

€(w; +wy) €(w,)

(3.52)
where f(w;)/€(w;) is either f/€. or fy/€, depending
on whether w;> wy or w; <wy, respectively. For-
mally one has

PL(w;+wy) = PP (w; + wy) + P2 (wy + wy) ,  (3.53)
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where
Pl (w)=Nay;, 1 (0) Ew) , (3.54)
Pi?(wy+wy) = NBL(w1+w2) E(wl)E(wa), (3.55)

where &; and 3 1 are the linear and second-order
macroscopic longitudinal polarizabilities, respec-
tively. Comparing (3.53) with (3.52), one has

&ij,L(w) = [f(w)/i(w) aij(w) , (3.56)

i [lw; +wy) (wy) flwy)

EL(wb wz) E(wl+w)B( 1 %wi)z(ﬁz)
(3.57)

We consider first the linear polarizability. For
w well above wz, a(w)=a® and consequently

a; = (f/€o)a®f=ag, . (3.58)
For w;<wy, a(w)=a®+a” and
aL e /MwL+aE L (3.59)

where ¢% =e¥/€. and w? = (€,/€.)w?; the last rela-
tion is the Lyddane-Sachs-Teller relation'” for the
linear case.

The expressions (3.58) and (3.59) are the lon-
gitudinal counterpart to (3. 21) and (3. 26), respec-
tively. In a similar way one derives the second-
order longitudinal polarizabilities corresponding to
the different cases of transverse polarization (3.32),
(3.34), etc. Here we consider explicitly only the
two cases that correspond to (3.32) and (3. 34), re-
spectively; for the other two we only give the re-
sults,

(a) In the first case where only the electrons con-
tribute one has

éL = EE,L =(1/€.)%8% , (3.60)
which defines formally the second-order longitudinal
electronic polarizability Bz ..

(b) Similarly for the second case where B= gE
+ ¥ (e¥/Mwd)a'? one has from (3.57)

__qu 1 et m_f_>
Br=Fueo,1 (eo € 2Mw,,§d €/’
or since

Lol -

€O—€”+411N y 1 ,

~ 1\~ 2/ 1 *2
o f(e2) Ao sen(E) - il

1 f)a ef (1)]
+2< M(UL @ ’

and using (3. 27) one obtains finally

- 1\2
#)(&)

which, in analogy to (3. 36), defines the macroscopic

x
1 er

- 1 -
ﬁEo,L=(Z: Be *3 Ml (3.61)

1275

Raman tensor coefficient for longitudinal phonons

- - 1
(h_ 2 €~ .
ay’=a (1 < cl> (3.62)
and C, is the quantity defined by (3. 38). Expression

(3. 61) simplifies further and can be written
Beo,1= (/e €2) Bp(1+ Cy) = (1/€g€l) Beo . (3.63)

(c) For the third case, the one corresponding to
(3.42a), one obtains

o 1 /1 o 1a® e 1aY ef
1 (1 1o _..L__ Lo e
Pur, 1= (si Bets . "2 e Mw
+1-ﬁ‘2’—ef——9§~ (3. 64a)
270 Ml Mwi)
where
2
L@ ;@[ _9g € §L+(€o—€w) L]
Hoo=H [ € G € G
(3.65)
Expression (3. 64a) also simplifies to
By .= (1/ €€l Bx(1+2C1+ G)=(1/ €€y -
(3.66)
(d) Finally for the fourth case, one has
Bu 1
_ 1 . 1 aL(l) eX l aL(l) ez 1_ a(l) _e"f
_<ei BE+2 si Mw? 2 & Mw§+2 & M(.oL2
.]_‘. 7 @) eX e, * l @) e* eX
"2 e Mol Mo: 2 . Mw?: M
102 ef e l~<3>_1._§_e* _el _ef’
2 €0 Mw?: Mw? 2¢L Mw: Mw? Mwi)"
(3. 64b)
where
2
1o _g®[] 560" G g0\ G
p=e [1 3 o e ) &
o \3
_(Sﬂ_€2> 1_] (3.67)
€ Cs

Expression (3. 64b) can also be written

=(1/&)Bs(1+3C,+3C,+Cy)=(1/ By -
(3.68)
In general as it can be inferred from the previous
derivations of (3.60), (3.63), (3.66), and (3.68)
the relations between the longitudinal and trans-
verse polarizabilities can be simply expressed in
terms of purely macroscopic coefficients.
Expressions (3.62), (3.65), (3.67), and similar
ones are the generalizations of (2.05) and (2.07)
and can be considered as the Lyddane-Sachs-Teller
relations for the nonlinear case. Here they are
derived for the long—wavelength region (k= 0); their
generalization for k0 is given in Ref, 36. These
relations determine the relative intensities of the

B,
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different two-phonon sidebands in the infrared ab-
sorption spectra in these crystals as described by
(3.49).

In the case of the nonlinear polarization one can
also have mixed transverse-longitudinal second-
order polarizabilities. Their expressions which
will not be given here can be easily derived along
the lines of the procedure already followed to de-
rive the expressions or the purely longitudinal
polarizabilities. Their relationship to the latter
quantities and the transverse ones can be ex-
pressed in terms of purely macroscopic quantities.

One can also derive the frequency behavior of
these longitudinal and longitudinal-transverse sec-
ond-order susceptibilities. The equation-of-mo-
tion approach (see Appendix D) used previously to
derive the frequency behavior of the transverse
susceptibilities [expressions (3.47) and (3.48a)-
(3.48c¢)] can be extended to apply for longitudinal
fields as well. One only needs to introduce the
additional electric field - 41rPL and replace E by
E- 41rP whenever necessary; otherwise the meth-
od is the same as for the case of transverse fields.
The expressions will not be reproduced. In analo-
gy to (3.47) all these susceptibilities can be written
in the form

) -, @) @)
pr'p“(wl’ wz)—x”,ﬁu’E+xﬂ,,pu7”,(w1, (.02)
@ @
+x”.)Pu’ e Wy, ws) +pr’)p",1v(w1’ wa) ,

where p, p , and p’’ stand for 7 or L and the dif-
ferent pr pr+,1 are given by expressions of the form
(3.48a)-(3. 48c) with the transverse quantities re-
placed by the appropriate ones whenever necessary.
In particular the purely transverse and longitudinal
susceptibilities previously considered are re-
covered simply by taking p=p'=p''=T and p=p’
=p’''= L, respectively. Here we stress only the
fact that the purely longitudinal susceptibilities thus
obtained will disperse with the frequency w, in-
stead of w, [compare (D4) with (D5)]; the mixed
transverse-longitudinal ones, on the other hand,
will show both types of frequency behavior.

The complete class of the purely transverse,
purely longitudinal, and mixed transverse-longi-
tudinal second-order susceptibilities considered
here arethe limiting values onthe different branch-
es of the polariton curve of a generalized second-
order susceptibility where time retardation is ex-
plicitly taken into account. In the present work
these limiting expressions were obtained by the
explicit introduction of the additional field —4 7P,
for the longitudinal fields which is a consequence
of Maxwell’s equations.! Clearly an alternative and
more complete approach is to simultaneously con-
sider the Maxwell equations and the equation of
motion of the phonon mode with nonlinear terms
explicitly included.

C. FLYTZANIS 6

For very low frequencies a further complication
occurs, namely, the different macroscopic polariz-
abilities are shape dependent. Although this also
can be treated straightforwardly, as in the linear
case, we do not give further attention to this prob-
lem. A very careful discussion of this question
for the linear case can be found in Szigeti’s paper.

IV. CALCULATION AND RESULTS

13

In this section we present the numerical calcula-
tion of the susceptibilities in terms of the primary
quantities of the system, namely, the coefficients
af, pE a“’, u“’ ©?®, w,, and $®. The calcu-
lation of &% and g” in terms of the corresponding
bond polarizabilities «,, B8,, and 8,, B,, respec-
tively, was extensively discussed in Ref. 8.

There, using the variational perturbation technique
as proposed by Dalgarno and Lewis® and by
Schwartz,® it was shown that the linear and sec-
ond-order bond polarizabilities are given by

4e—— @WO|zF|p®), @.1a)
4e—~ @@xFlp @y, @. 1b)
Bi= gﬁ @®| FEFly®), 4. 22)
B.=2e agfagl @®| PxFly®)
e;—;fw‘“’lz«"zpl;b“”). (4. 2b)

Here account was taken of the fact that there are
two electrons per bond; Z=z-{(p@1z1p@)and F
satisfies the differential equation

V[ pF)VF] = @m/m?) (H' - Q| H'|39)) o),

(4.3)
or, equivalently, it minimizes the functional
J(—F)z <d)(0)l ZF(H’ _(zp((l)lHl 11)(0)>.
- 7%/ 2m)VFVF|p'®), (4.4)

where H' = - ex§,-ez8, and (§,,0, 8,) is the uni-
form electric field § expressed in the bond coor-
dinate system; p(r)=y @ @)y (%) is the ground-
state electronic density.

The crucial point of this technique is that it
shows that the bond polarizabilities are uniquely
determined by the electronic ground-state density
distribution. In Ref. 8, the values of the bond po-
larizabilities were obtained only for the equilib-
rium internuclear distance R,. This same tech-
nique, however, can be used to calculate the polar-
izabilities for different internuclear distances R
and obtain «,(R) and «,(R) as functions of R. For
small changes §R of R around the equilibrium val-
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ue R, one can then develop «(R) in powers of 6R
=R - Ry, and obtain

9
a“(R): a_,_+—a£6R+'--

9R ’
0, (R)=0,+2% R+,
+ t7 B8R ’

or using the explicit expression of a(R),

day_, 0 3 - )
TR @WOR)|zZF|vP[R)), (4.52)
day 6 9

@R\ xFloOR)), (4.5b)

9R ¢ aR 88,
where 3 @ (R) is the bond wave function for an in-
ternuclear distance R. The microscopic Raman
tensor a® is then calculated from (3. 4).

Similarly, the electronic bond dipole moment
for an internuclear distance R, defined by

p(R)=2¢ WOR)| z|p @ ([R)), (4.6)

can be calculated for different R and then its de-
rivatives can be obtained from a Taylor expansion

2
p(R)=po+%% 6R+% g—}% (BRZ+--- .
From the values of these derivatives of p the unit-
cell dipole moments u® =¢¥ and u® can be cal-
culated from (3.15) and (3.16), respectively.

The quantities «,(R), «,(R), and p(R) were cal-
culated for nine different values of R around the
equilibrium distance R, and subsequently their de-
rivatives were obtained by polynomial fitting pro-
cedure. For the calculation of a,(R) and «,(R) the
variational procedure as described in Ref. 8 was
performed for every value of R; only trial func-
tions of F with {4, 4} parameters were used which
were determined by requiring that the functional
(4.4) be a minimum. The values of o and g% were
obtained from the values of «,, «,, 8,, and B3, as
calculated in Ref. 8 with the same trial functions.

The wave functions of the form (2.15) were used
where the R dependence was introduced into the
coefficients ¢ and ) as specified in expressions
(2.16a), (2.16b), and (2.17). No attempt was
made to obtain the R dependence of the coefficients
by repeating the LCAO-MO calculations of Coul-
son, Rédei, and Stocker'® for every distance R.
For the equilibrium configuration the same values
for ¢, were used as in the calculation of Ref. 8.

Once the values of the derivatives of «,(R) and
a,(R) were obtained the corresponding unit-cell
coefficient o’ was calculated from (3. 4).

Finally, the coefficients ¢ ® and ¢ ® of the lat-
tice potential were estimated. ¢ @ or equivalently
wg was actually calculated from the experimental
values of the compressibility « using the relation
(3.18); ¢ was calculated from (3.19) where R/p

=6.5 for all the compounds considered. The main
contribution comes from the short-range poten-
tial. To the long-range contribution, only inter-
actions of one atom with its four nearest neighbors
are important; in fact the contributions of succes-
sive layers of more distant atoms have alternate

_signs and cancel each other to some extent.

Neglecting then in (3.19) tk2 contributions from in-
teractions of an atom with more distant atoms
than nearest neighbors and making use of (2.19)
and (2. 18) one obtains

1 8¢ o

4 ¥y 3
¢<3)= = (=
3V3 8R® Ry \R, 89R @R,

.4 )1 .3 [1. 1 m\|{os
L] {pz+Ro [P+Ro (1_5 aM>]} p

(4.7a)
or using (2.21b) one obtains
¢ @)
__16 {1/p%+(3/Ry)[1/p+(1/Re)(1 = 5ng/ )] 1
3 (1/Ry) 1/p - 1/R,) K
(4.7b)

The sign of ¢ ?’ was found positive while that of
¢ ® was found negative. This is due to the fact
that both quantities are determined by the short-
range repulsive part of the potential (2.18). As it
was mentioned previously in adopting this form
for the potential we have not taken into account ex-
plicitly intermediate-range electrostatic forces.

If such forces were included the simple relations
(3.18) and (4.7b) would no longer hold. Due to the
complex form of these forces it is difficult to as-
certain their influence on the behavior of ¢ ® and
¢®. However, even if such forces were explicit-
ly included one may assume that to a good approxi-
mation the potential can again be separated into
two monotonic functions of R, one increasing (at-
tractive) and the other decreasing (repulsive) with
R. Since ¢ ® arises from energy changes it will
be dominated by the most rapidly changing part of
the potential and this is more likely to be the short-
er-range repulsive part of the potential. As a
matter of fact although the attractive part will give
by far the largest contribution to the cohesive en-
ergy (2.13) the first derivatives of the two parts
must cancel each other, as it is required by the
equilibrium condition, and ¢ ® = Mw? must be posi-
tive reflecting the fact that the repulsive part
changes more rapidly with distance than the attrac-
tive part; one may expect that the same trend will
be followed by the third-order derivative. Hence
¢ will be negative. It is to be noted that this is
a fortiori true if the repulsive short-range forces
were represented by a R™ law.

Once the microscopic unit-cell quantities were
calculated the corresponding macroscopic fre-
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TABLE I. Infrared and lattice data of III-V cubic

compounds.
a® o ert 10124
Compound (&) (cm™) (esu) €.® ° (barye™?)

InSb 6.48 185 2.5 15.68 17.88 2.132
InAs 6.09 219 .6 11.80 14.55 1.727
InP 5.87 304 .5 9.61 12.61 1,454
Gasb 6.09 231 .8 14.44 15.69 1.855
GaAs 5.63 269 .2 11.10 13.13 1.337
GaP 5.45 367 0 8.46 10.18 1.12¢
AlSb 6.14 319 .9 9.88 11.21 1.694

= NN N DN

2G. Gieseche, in Semiconductors and Semimetals,
edited by R. K. Willardson and A. C. Beer (Academic,
New York, 1966), Vol. 2, p. 63.

S, Mitra, in Optical Properties of Solids, edited by
L. Nudelman and S. Mitra (Plenum, New York, 1969),
p. 333.

°M. Haas, in Ref. a.

F. S. Hickerhell and W. R. Gayton, J. Appl. Phys.
37, 462 (1966); the compressibility value was calculated
from the measured values of the elastic constants given
in this reference.

‘R. Weil and W. O. Groves, J. Appl. Phys. 39, 4049
(1968).

quency w,, effective charge e} and susceptibilities
were calculated from (3.33a), (3.33b), (3.39),
(3.46a), and (3.46b) where the value of the local-
field factor f was obtained as in Ref. 8, namely,
by requiring that ¢, calculated from (3. 28) will be
equal to its experimental value; the same values
of f obtained in Ref. 8 with the {4, 4} parameter
trial functions were used here too.

The values of the partial susceptibilities y2’,

lo»

x2., and x2 or rather the ratios C;, C;, and C,

are displayed in Table II along with the existing
experimental values. Although the signs of X® re-
quire to specify the axes conventions, the signs of
the ratios C; on the other hand, as it can be seen
from their definitions, are meaningful irrespective
of the conventions. The values of y & as calcu-
lated in Ref. 8 with the {4.4} parameter trial func-
tions and the axes conventions of Fig. 1, the same
as in Ref. 8, were used throughout the calculation.

In Table III, we display for reference the calcu-
lated values of the effective charge e}, and the lat-
tice infrared frequency w, which were used for the
calculation of the macroscopic susceptibilities y @
and the ratios C;. In the same table we include for
comparison the values of ¢; - €., the lattice con-
tribution to the linear dielectric constant ¢,. The
sign of ef, the microscopic effective charge, and
consequently that of e¥, was found negative with the
adopted conventions of Fig. 1; this amounts to
saying that during the displacements of the ions
according to the electric-field-induced optic mode
the static field sees a negative charge on ion III
and a positive charge on ion V or equivalently a
III-V bond is elongated when a static field is di-
rected from atom III to atom V of the bond.

In Table IV, we give the calculated values of the
macroscopic Raman tensor a® for all the com-
pounds considered along with the existing experi-
mental values. For all the crystals this quantity
was found positive. A calculation of &’ was also
performed using the Unséld approximation as de-
scribed in Ref. 8. These values of a® were
roughly equal to the values obtained with the {4, 4}

TABLE II. Lattice-induced contributions to the second-order susceptibilities of III-V cubic compounds.

Calc. Expt.

Compound Cy C, Cs 3Cy+Cs Cy ' 3C,+C32
InSb -0.66 0.06 -0.03 0.15
InAs —0.28 '0.08 —-0.03 0.22
InP -0.14 0.09 -0.03 0.23
~2.00 0.19 —0.09 0.48

b . 3 . .

Gasb (-0.28) (0.03) (=0.01) (0. 08)

GaAs —-0.83 0.14 -0.07 0.35 —-0.59,¢—0.51,9-0.68¢ 1.15

0.39

1 e 0.92

GaP -0.37 0.11 —-0.05 0.27 -0.53,1-0.75 0.98
AlSb®? -1.97 0.35 -0.11 0.93

2See Ref. 43. The values of 3C,+ C;3 were extracted from the measured values of x}f’ given in this reference by using
the values of C; giveninRef. 42 (GaAs) and Ref. 10 (GaP) and the measured values of y &’ giveninRef. 43. Since the signofy 2’
is not known two values of 3C; + C; are obtained; the upper value correspondsto assuming x;? >0 and the lower value to ;2 <0.

bSee Text. The values of the C; for GasSb inside the parentheses were obtained by using the experimental values of ey
(Tables I and III) and x$¥ (Ref. 45, x$=30x 10~ esu for Gasb).

®See Ref. 42.
9See Ref. 41.

2)
XE -
fSee Ref. 10.

°See Ref. 43; this value of C; was obtained from the measured values of x§¥ and x3 and the relation C= (33— x$#)/
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TABLE III. Calculated effective charges and infrared
lattice frequencies of III-V cubic compounds.

Calc. Expt.?

ef® wr er® wr
Compound (esu) (cm™) e;—e, | (esu) (cm™) €)= €w
InSb -3.1 175 3.83 2.5 185 2.20
InAs -2.7 217 3.01 2.6 219 2.75
InP -2.2 325 1.89 2.5 304 3.00
Gasb —-2.6 213 3.00 1.8 231 1.25
GaP -2.0 382 1.55 2.0 367 1.74
AlSb -1.6 328 0.92 1.9 319 1.33

2See Table I.

PFor the sign of ef see text.
“Only the absolute value of e¥ is measured experimen-
tally.

parameter variational functions, but since the Un-
s0ld approximation underestimates g% by almost
an order of magnitude,® the resulting value of C,
was less than —1; hence a negative value for the
total electro-optic coefficient y 2=y 2(1 + C,).

In Table V, we give the values of 1® and §®.
With the axis conventions of Fig. 1 the sign of
1® was found positive for all compounds consid-
ered, the same sign as its microscopic counter-
part u®. The sign of ¢® was found negative,
the same sign as its microscopic counterpart ¢,
As it can be seen from (3.43) and (3.45) besides
1® and ¢®, both i® and ¢, respectively, con-
tain contributions which have their origin to polar-
ization effects.

It is clear from (3.47) that x® and y 2 + & will
vanish for some frequencies whose values with
respect to wy will be determined by the signs of

C;; as one can see from Table II the C,’s alternate

TABLE IV. Calculated Raman tensors for III-V cubic

compounds.
Calc. Expt.
1018 a(l) 1016 &(1)

Compound (cm?) (cm?

InSb 206

InAs 84

InP 41

GaSb 169

GaAs 84 61,253,%73,°31¢

GaP 43 40,2 30°

AlSb 77

2Value obtained from the measured values of x5 and

X34 of Ref. 43 and the infrared data (Table I).

bValue obtained from the measured values of x i (Ref.
43) and C; (Ref. 42) and the infrared data (Table I).

®Value obtained from the measured values of x5 (Ref.
45) and C; (Ref. 42) and the infrared data (Table I).

dSee Ref. 41.

*Value obtained from the measured values of x'¥ (Ref.
43) and C, (Ref. 10) and the infrared data (Table I).

in sign. These frequencies where y® vanishes
are simply obtained by solving algebraic equations
of order not higher than third whose coefficients
are simple expressions of the C,’s. Accordingly,
their roots will be expressed in terms of the C,’s.
The relations (3.62), (3.65), (3.67), and similar
ones, then, can be reexpressed in terms of these
roots. This is analogous to the alternative way of
deriving the Lyddane-Sachs-Teller relation in the
linear case, namely, by finding the frequency for
which ¢ given by (2. 2a) vanishes.

In Table V, we give for comparison an estima-
tion of I' using the approximate expression (3.51)
and assuming 7'=300 °K. The order-of-magnitude
agreement with the existing experimental estima-
tions seems satisfactory although this does not
lead one to any conclusions concerning the adequacy
of this simple model; in fact I" is frequency and
temperature dependent. Further, since exd ®/
Mw% 1 ® >0 expression (3. 52) vanishes for a value
of w>wp.

Taking into account the relationship that exists
between y 2. +y& and we’’(w), we conclude from
the calculated values of C, and Cg that the two-
phonon sidebands in the infrared spectra of the
III-V compounds arise mainly through the second-
order dipole moment. In the past quantitative ar-
guments were given® supporting the assumption that
the third-order potential is the dominant mecha-
nism in the III-V compounds and in particular in
GaP. This was based on the fact that in Si the in-
tegrated absorption coefficient in the infrared,
which, as it can be seen from (3. 50) with e}=0, is
due to the second-order dipole moment only, is by
at least an order of magnitude smaller than in
GaP, where both 1® and ¢® contribute, and on
the assumption that the same [i® processes con-

TABLE V. Calculated optic-phonon interaction and
damping coefficients of the III-V cubic compounds.

Calc.

1071269 10 p®2 r/w, Expt.”
Compound (erg/cm® (esu/cm) (300°K) I'/wy  (temp)
InSb -4.5 1.40 0.002 0.007 ¢ (helium)
InAs -7.5 2.48 0.004 0.007 ¢ (helium)
InP -13.5 2.89 0.009 0.04° (room)
Gasb -7.8 1.66 0,004 0.007° (helium)
GaAs -12 1.77 0.005 0.007°¢ (helium)
GaP -21 2.33 0.013 0.01¢ (room)
AlSb —-15 2.50 0.016 0.02° (room)

8The axis conventions of Fig. 1 are used.

’No direct measurement of T* exists for any of the
studied compounds. The values given below were obtained
by fitting the experimental results of reflectivity with an
expression of the type (3.49).

°M. Haas and B. W. Henvis, J. Phys. Chem. Solids
23, 1099 (1962).

dSee Ref. 10.
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tribute in GaP as well as in Si since both crystals
have tetrahedral symmetry. The latter, however,
is not the case. In the calculation of u® per-
formed above for the III-V compounds the bonds
were assumed to possess axial symmetry; hence
the electronic bond dipole moment p was taken to
have only an axial component p along the z-bond
axis or p=(0, 0, ») and the nonaxial (transverse)
components were neglected. For an homopolar
bond like the Si-Si bond in Si, however, the axial
component p and its derivatives vanish identically
and a nonzero u® will be obtained only if the non-
axial components are also taken into account. The
nonaxial components contribute roughly by the same
amount also in GaP but with a different order of
magnitude than the axial components; the former
afise from three-body interactions while the latter
arise from two-body nearest-neighbors interaction.
The fact that experimentally one finds much small-
er values for «,, in Si than in GaP indicates that
this is the case and that the former are almost by
an order of magnitude smaller than the latter and
can be disregarded in a first approximation.
Clearly, the nonaxiality of the bonds is related to
the noncentral forces. The above discussion then
indicates that the short-range noncentral forces
contribute in the long-wavelength optic modes al-
most by an order of magnitude less than short-
range central forces.

V. EFFECTIVE-BOND MODEL

The previous calculation shows that in the final
analysis it is primarily the knowledge of some ma-
trix elements and of their dependence on some few
structural parameters that is required to calculate
x®. In order to exhibit this in a simpler but only
qualitative way it is of some interest to consider
the §-function-bond model. ** A short account of

J

() 5

ylop

o? N? N:\1-p (1~
== e(g) om0 [ ()5 (2
da_(q\* Ry 2 N_z(‘l_c_]?n werg N2 (12 a)
3R <e> ag 1+CR(3]—C 3 ¢ °+c O*-1)

9° 2nD
=_ne ‘
oR® R (5.4)
while from (E8) and (5.1) one obtains
Mo, Mo, %
e}‘—MB (Zg-1)g M, (z, 1)q+8R (5.5)
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the model is given in Appendix E. This model can
be solved® exactly and the expressions of @ and g8
can be obtained in explicit form; here we shall use
the expressions of these quantities obtained by the
Unsold approximation; they are given in Appendix
E along with the moments (z") of the electronic
density distribution of the bond. For the potential
we adopt Lippincott’s prescriptions (see Appendix
E). Although the model is unidimensional, for our
purposes this is not a serious drawback since, as
we have seen, as far as the nonlinear properties
are concerned the bonds of the I-V compounds
behave as unidimensional.® It is sufficient then to
derive the expressions of the quantities ef, op/ dR,
9%p/8R?, 8a/oR, and 8°¢/oR® since they complete-
ly determine the second-order polarizability per
unit cell and consequently x®. In this qualitative
discussion we disregard local-field corrections.

Differentiating (E1)-(E3) and keeping terms up to
¢"2°R0 (cRy>1) one obtains

s _ o _ & 1= e,
9R fag p ’
d%c =o® = 2cfg 142 ¢~2¢Ro
oR® ay, u ’
A_ sy _ 1B e,
BR—)‘ ==-c 25 e ,
) _ er_g2l=l

=) =2 =CRQ
Py om0
9 1-u

_ -2¢cR
ok 2 +2(1+cR0)>e .

<N2> (NZ)Z (1 -u
2 )=2¢ EABIR Y Sl
c c 20
The first two are analogous to (2. 16) while the fol-
lowing two are analogous to (2.17). Using now the
explicit expressions of p, a, and ¢ given by (E5),
(E6), and (E9), respectively, one obtains succes-
sively

1 - 2 2
eens ) o5 ().

_ 2
+4(1 +cRo)> +(1 m “) ]e-zmo ’ 5.2)
- 2 2
2+cR0<---Q4CR —as20 -2 o4 L)N_e-cno] ’
3 2u ¢ /¢
(5.3)

=
As it can be seen from (E7), (5.2), and (5.3),
B%, 9a/8R, and 0%/8R? are positive while 83¢/9R®
is negative. This is in qualitative agreement with
the results obtained previously through the de-
tailed orbital description of the bonds. By prop-
er choice of the parameters one can obtain numeri-
cal values from the above expressions.3® This will
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not be pursued any further.

This simple §-function-bond model illustrates
in particular the transition from the orbital de-
scription of the bonds adopted here to the effective-
bond model defined through the moments of the
electronic density distribution; these later can be
fitted, for instance, from experimental data. Such
a phenomenological description of the bonding in
III-V and II-VI compounds has been presented by
Phillips and van Vechten and has been used®® for
the calculation of g;. To extend this approach to
calculate the additional contributions required in
the infrared dispersion, one must introduce as-
sumptions concerning the change with intrabond
distance of the different parameters of the model.
The main difficulty arises in finding an expression
of p, the bond electronic dipole moment, in terms
of the parameters of the model and in calculating
the derivatives 8p/8R and 8% /8R2. Clearly, this
quantity must vanish for the two limiting cases of
zero (united atoms) and infinite interatomic separa-
tion. A plausible assumption is to take p~ RC,jp,
where C,p is a measure of the charge transfer
that takes place within a bond.!®3% After some
simple approximations, this can be written

p=0eR(Z,~ Zg)e™ |

where %! is a Fermi-Thomas screening length;

6 can be determined by fitting e}, as given by
(3.33a) and (3.15), to the experimental values with
the additional assumption that f=1. On the other
hand, the expression (2.18) of the lattice potential
or a similar one can still be used. Such an ap-
proach can be used for both III-V and II-VI com-
pounds of zinc blende as well as wurzite structure.
The numerical application of this approach will
not be given here.

VI. DISCUSSION

A. Comparison with Experiment

Experimental determination of the second-order
partial susceptibilities x 2, 2., and y 2 is still
very scarce. This is in contrast to what the situa-
tion is for the purely electronic contribution Xg’
where rather accurate experimental values exist
for a fairly large class of materials. Since the
pure electronic contribution ngz’ is always present
in any measurement of y®’ in the infrared-fre-
quency region, it is convenient instead of the bare
partial second-order susceptibilities to consider
the ratios C;, C,, and C;, respectively.

The most accurate determination of C, is the
one performed by Faust and Henry!® for GaP.
These authors studied the dispersion of the second-
order susceptibility x‘z’(w, - Q) when Q is near the
reststrahlen frequency , of this compound while

w and w — Q are well above Q; and they were able

to fit their experimental results with a curve of
the form

x®(w, - Q)= xg)(l '

c
1- (/)P -i nr/sz%) ’

where T'! is a phenomenological phonon lifetime.
For Q well below the lattice frequency Q,, one ob-
tains y 2(1 + C) which is to be compared with the
expression (3.39). The agreement between the ex-
perimental and the calculated values of C, for GaP
as can be seen from Table II is satisfactory both
in magnitude and sign. For the other compounds
there is no similar study. The measured values of
C for GaAs were obtained by comparing the ex-
perimental values of x&) and y &’ and through mea-
surement of the absolute efficiencies of Raman
scattering by longitudinal and transverse modes.
Apart from some frequency and temperature fac-
tors the latter are determined*® by (3.37) and
(3.62), respectively, and hence their ratio gives a
direct measurement of C. There are two slightly
different values of C for GaAs by Moradian and
McWorther*! and by Kaminow and Johnston.*? Here
again the agreement is satisfactory both in sign and
magnitude. Another experimental determination of
C is provided through the measurement of y £’ and
&, Using the data of Ref. 43 for x 2’ and y2) the
values of C for GaAs and GaP thus obtained are
again negative but somewhat larger in absolute
magnitude than the ones given in Refs. 42 and 10,
respectively.

The calculation gives that C, is negative for all
III-V compounds. This seems to be the case also
for the II-VI cubic compounds as it can be seen
from the simplified effective-bond model dis-
cussed in Sec. V. The absolute magnitude of the
calculated value of C; for GaP seems to be some-
what underestimated due to the overestimation® of
x2) while that of GaAs is somewhat overestimated
due to the overestimation of &’ (see Table IV).

From the experimental values of y’, C (or

X)), and the infrared data, one can obtain the

value of the Raman tensor o’ for these com-
pounds; these values are given in Table IV. Due

to the lack of accurate experimental values for

X&) and C (or y) as it can be seen from Table IV
the values of @’ thus obtair.ed are uncertain. The
agreement is satisfactory for the two compounds
GaAs and GaP. The value of @* for GaAs given

in Ref. 41 is probably low. In general the present
calculation somewhat overestimates a®’.

Recently, Boyd et al.*® have measured y® for
GaP and GaAs in the microwave region; w;, ws,,
wy +wy<wyp. Inthis frequency region all four con-
tributions in x® are present and their results have
to be compared with the ones obtained by (3.46a);
by substracting the pure electronic and first-hy-

brid contributions, x2’ and y2’, respectively, one
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should be able to obtain y2) +x&. However, only
the absolute magnitude of y,*> was determined in
these measurements; lacking the sign of 2’ and an
estimation of the experimental error one cannot

unambiguously extract from their values of y &’

either the sign or the magnitude of 2, + & or
equivalently those of 3G, + Gg. Since C;~~0.5

the experimental results seem to be consistent with
either 3C, + C; being positive and smaller than unity
(if x2’<0) or positive and of the order of unity

(if x 2’ > 0) although the possibility of 3C, + C; being
negative and small in absolute magnitude compared
to unity cannot be altogether ruled out.

With the adopted lattice potential (3.18) our cal-
culation gives that C; is negative while C, is posi-
tive and 3C; + G is positive and smaller than unity
thus favoring x;2’<0. The experimental results
of Ref. 43 do not permit one to determine the two
contributions C, and C; separately and draw any
conclusions about their magnitudes relative to each
other. There is very little independent evidence
concerning their relative magnitudes. The satis-
factory order-of-magnitude agreement obtained
for I' (see Table V), where one of the coefficients
enters, does not lead to any conclusions either.

The experimental investigation of Geick® shows
that the two coefficients are of comparable mag-
nitude.

In general the calculated values of C, given in
Table II are affected both by the genuinely nonlin-
ear coefficients y 2, etc., as well as by the linear
ones e# and wy. The abnormally high values of C;
for GaSb and AlSh clearly are due to the underesti-
mation of xfga’ by almost an order of magnitude® and the
overestimation of the magnitude of e} by almost 50%.
Infact if the experimental values®® of y 2’ and e¥ are
used to calculate C; for GaSb one obtains values
showing the same trend as for the other III-V com-,
pounds studied here. The experimental value of
X2 for AlSb is not known but the same situation is
expected here too. On the other hand, the values
of C, for InP are probably underestimated for the
inverse reasons. From the values of C; given in
Table IT'one can estimate y2’. With the axes con
ventions of Fig. 1 one finds that 2’ is negative
for GaAs the main contribution being the hybrid
term 3C,x2’. The same is certainly the case for
GaP although due to the underestimation of C; in
our calculation the values of C; of Table II would
rather give the opposite sign. Probably the same
is happening with all the other compounds.

B. General Remarks

The general expression of x‘z’ in the infrared-
frequency region was also derived by Genkin, Fain,
and Yaschin® using a phenomenological approach
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but no attempt was made either to derive it from a
microscopic picture or to estimate the different
contributions. The same remark applies for the
more recent work of Garrett.®

A calculation of C, for the II-V compounds was
performed in Ref. 7 adopting a method different
from the one used in the present work. The ap-
proach used there amounts to replacing the short-
range deformation mechanism that gives rise to
o™ and ¢, by an equivalent electrostatic one.
More specifically it was argued there that since
e, originates from a deformation of the electrons
by the lattice displacements up, the correspond-
ing dipole moment ¢, can be written formally as
a®C,E,, where C,Eg is an equivalent electric field
that has the same effect on the valence electrons as
the lattice-induced deformation. This same field
then together with E, was assumed to give rise to
X2 in the same way as y 2’ is induced by E,, and
E,, the lattice being held fixed; C;, which is a
measure of the change of the electron-lattice po-
tential, was calculated at a point using a particular
choice of potentials and assuming point charges.
Good agreement with experiment was obtained.
These assumptions, however, do not take into ac-
count fully the essential characteristics of the bond
which are its charge extension and asymmetry.
Further, the replacement of the essentially non-
uniform electric field is rather drastic. However,
such an approach, when the above simplifications
are replaced by more realistic assumptions, is of
much value to the study of the lattice dynamics in
these compounds. The above-described calcula-
tion predicts that C; ~-0.5 for all III-V and II-VI
cubic compounds while for CuCl it predicts®® C,
~-1.2.

Kelly*" also performed a calculation of the elec-
tro-optic coefficient y2) for ZnS and CuCl using
an ionic model for the electronic distribution in
these compounds. He attributes the deformation of
the electronic distribution to quadrupolar terms in
the electron-lattice potential. This author predicts
that C, is positive and larger than unity for both
compounds.

Recently, Swanson and Maradudin®® have per-
formed a calculation of @’ for some diamond and
zinc-blende crystals using the pseudopotential ap-
proach in band theory. The agreement is satis-
factory.

In the present work the bond picture was used
throughout the calculation. The dependence of the
susceptibilities on the structural parameters of the
electronic distribution within aunit cell and on the
local-field corrections was clearly exhibited. In
particular the microscopic picture adopted is con-
sistent with the description of the linear properties
of the crystal. However, some simplications and
the approximate character of the wave functions
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used should be borne in mind. In particular the
electron correlation is not taken into account ad-
equately nor are any d states included and the lo-
cal-field corrections were treated in a semiempir-
ical way. As it can be seen from the expressions
of x® in the different spectral regions the latter
corrections are present in all the contributions and
affect substantially their magnitude.!® Further, the
lattice potential was not derived consistently from
the assumed electronic distribution of the bonds.

In particular any directional effects arising from
bond-bond interaction were altogether neglected.
In covalent crystals like the ones considered here
such effects can be important and probably account
for the breakdown of the Cauchy relations observed
in these crystals; their contribution, however, to
the compressibility and to quantities related to the
long-wavelength optic modes is relatively small.
Intermediate electrostatic forces were not included
explicitly although part of their effect was taken
into account in the coefficients A and B in the terms
in (3. 44) originating from the local-field correc-
tions. In general these forces are difficult to esti-
mate although a clue is given by the work of Coul-
son and Doggett.?’ A study of the sign of x® in the
whole infrared region could be of much value to
determine some features of the internuclear poten-
tial and in particular the relative strength of the
different parts in the potential. Further, it will
give more insight into the relative magnitude of
the two principal phonon-relaxation mechanisms.
Apart from the experimental study of Geick** for
GaAs, there is no independent evidence concerning
the relative importance of these two mechanisms.
In view of our results the experimental values of
Y2 rather favor the fact that the second-order
dipole-moment mechanism is slightly stronger than
the anharmonic one; the electrons, especially

the valence electrons, are easily deformable in
III-V compounds and this is more strongly re-
flected in 1 than in ¢ ®. On the other hand for
ionic crystals the anharmonic mechanism prevails.
This could be the case of some II-VI compounds
which were not considered here. In fact from the
measured values® of ZnO (wurzite) and CdS
(wurzite) given in Ref. 43 there is some evidence
that at least |3C,+ Gl is large and (3C,+Cy)x &’
probably negative® for these compounds. This can
be accounted for in terms of the adopted potential
(2.18). In fact these compounds are rather ionic
and the potential is more realistic in this case than
it is for the III-V compounds considered here.
Further, it is more likely that R/ps 10 in this case
and as it can be seen from (4.'7b) this enhances

the value of the coefficient ¢ ® compared to what
its value is for the covalent compounds while the
other quantities 8, o™, and p® are smaller, the

crystals being rather ionic; hence y2’ will be nega-
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tive®™ reflecting the sign of ¢ ®’ which is dominated
by the short-range potential.

The interplay between long- and short-range
forces mentioned previously is certainly crucial in
order to account for the abnormally high values®*?
of ¥ 2 measured for the ferroelectrics. Such high
values probably arise from the effective-field
catastrophe!! or equivalently from an infrared-ac-
tive mode becoming soft, i.e., w;—~ 0. In fact as
it can be seen from (3. 34), w, is in general ex-
pressed as the difference of two positive terms
and when they become roughly equal, w, tends
to zero, and f,, the local-field factor given by
(3.30), becomes large. This effect enhances the
values of the contributions in y @ that display a
dispersion characteristic of the lattice. Clearly,
the ones associated with the soft mode will be the
dominant ones and the crystal will behave effec-
tively as a one-mode crystal like the II-V com-
pounds. Further y & will be dominated by x 2’ or
Y& 2y @B = ®(ex/Mw2 ), where T refers now to
the soft mode. The quantity &, =x2"/[(eq - €.)//4r
then will only depend on ¢ ®’ but not on w;?. Since
¢ @ arises from higher-order derivatives than the
ones occurring in w%, the near cancellation of the
different parts occurring in the latter will not
necessarily occur in the former too. Rather one
of the contributions, either the short range or the
long range, will become the dominant one and
hence one expects values for §, of the same order
of magnitude as for the semiconductors. This is
indeed the case for the oxygen-bonded ferroelec-
trics while for the hydrogen-bonded ones the
small values of 5, indicate a small $®, This
simplified discussion permits one to extract the
right order of magnitude of x 2’ for the ferroelec-
trics but not the sign and other finer details which
require one to carefully take into account the crys-
tal symmetry and the lattice potential.3® Although
the ferroelectrics have drastically different polar-
ization properties from the cubic semiconductors,
the approach outlined in the present work seems to
be that most indicated to account for y® in the
former class of crystals. In particular any attempt
to calculate x<2) must proceed through a reproduc-
tion of the linear dielectric properties in these
crystals.

Note added in proof. After the present work was
sent in for publication our attention was called to
the work of M. A. Pollack and E. H. Turner,
Phys. Rev. B 4, 4578 (1971). These authors have
determined the sign of X¥ and found it positive
with the axes convention of Fig. 1. This confirms
our prediction concerning the sign of xi?’. (See
Sec. VI A; in the last column of Table II the low-
er value of 3C,+ C3 corresponds to x\? <0.) The
author is indebted to Dr. G. D. Boyd and Dr. M.
A. Pollack for calling his attention to this work.
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APPENDIX A: MICROSCOPIC POLARIZABILITIES

Here we give a brief summary of the method em-
ployed in Ref. 3to derive the expression of B(w;,w,)
in the Born-Oppenheimer approximation for a
neutral system of nuclei and electrons confined in
a volume small compared to the wavelengths. In
the Born-Oppenheimer approximation the states of
the system are described by the wave functions

Yoo = Xer K9, X) , (A1)

where % and X denote collectively the electronic
and nuclear coordinates, respectively; ¢¢(x X) is
the wave function of the electrons in the field of

the nuclei which are held fixed in an arbitrary posi-
tion X e being the corresponding quantum number
with eigenvalue E, (X) a function of X; xw(X) repre-
sents a wave function for the nuclei moving in the
effective potential E, (X) the corresponding eigen-
values being € ,. We denote by EO(X) the energy

of the ground electromc state and by X0 the equilib-

C. FLYTZANIS [}

rium nuclear configuration obtained by the require-
ment that Eo(X) must have a minimum; then Ey(X)
can be expanded in power series in the deviations
u=X - X, from this equilibrium position. Intro-
ducing the normal coordinates ¢, this expansion can
be written

EO(X) EO(XO E wa 959
)
+3—r oot q)ao' g qoq0' 9o’ + (A2)
0,0’ ,¢

The dipole moment operator of the system is
MR, X) = - 23, X, +20, e Zy Xy (A3)

where i runs over the electrons, % over the nuclei,
and Z, is the charge of nucleus 2. We define also
the lattice dipole moment for the ground electronic
state

ME)= [ ¢,& X)(- 2, ek, + 25, e Z,X,) (%, X)X,

which for small displacements of the nuclei from
their equilibrium positions can also be expanded
in powers of the normal coordinates or

M(X)= ﬁ(io) +2 ﬁ;l)q‘, +1 2 ﬁo(s) Gy - (A4)
4 0,0’
The quantum-mechanical expressions of the linear

and second-order polarizabilities for the ground
electronic state of the above described system are

_ o [ {eqo M,& X)lev,) (ev,| M;(& X)lequq). <60‘U0IMj(x, X)lev,) (ev, | M, X) egug)
a;(w)= 2 Poq ( E E.. - 7w) ) s
evgre we ™ Eey ~ Mw E.,— Ee°v0+h'w
(A5)
B, 02) =4 55 5 o <(eovolﬁ~4i(i, X)le'v, ) (e'v, | M, i)fe"v,,&(_e"veu | 1, (%, i)leovo)>
’ e'e’ ogUaiv g, “0% [Ee’ve: Eeovo - ﬁ(wl + wz)](Ee"veu - Eeau - ﬁwz) ’
(A6)
—
where $; means summation over all possible per- _1 s. 3 (elmle’ Y(e Imyle'' ) (e |in,le)
mutations of the pairs (4,- ws), (j,w;), and (, 21 P e (E,. = Eg)(E,.. — Ey) ’
w,) and M=M- (0/MI0) and p‘gfo are the density (A8)

matrix elements of the vibrational modes for the
ground state.

With respect to the two infinite summations over
the intermediate states le’)|v,+)'and le”)| v,..), B
can be split into three parts or

Bise(wy, ws)=Bijp(wy, wp) + B jp(wy, wo) + B x(wy, 0-’(2)
A7)
that correspond to the following three cases:
(a) le’) and e’ ) are different from the ground
electronic state legg); (b) le’)=leg) but le’’ )# leg)
and vice versa; and (c) leg)=1le’)=1e’’). Then
the detailed analysis of Ref. 3 shows that the first
case gives

Bisr(wy, wp) 5_3541;

where m= -3, eX;, m=m - {olmleg); in (A8)only
moments and states of the electronic system ap-

pear, the lattice being held fixed in its equilibrium
position Xjand the frequencies were assumed well
below the onset of electronic transitions, w; <E,

— Ey. The second case gives

Bisn(wy, wa) = Bijpwr, wz)

iy Mim(c)m}}l)(a)+M}“(o)aﬁ’(o)
wE = (wy+wp)? wl-w?

o

+M(1)(cr)a,(1)(0)> , (A9)

wi— W3

where again the frequencies were neglected with
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respect to electronic transition energies and au’ (0)
is the Raman tensor of the system for the mode 0.
Finally, the third case gives two terms or

B:;’:(wl’ w2)=35'kl (wl; wa)+6?’,,,(w1, C()g) 5 (A].O)
with
. _ ue o) 1)
Bl on, w0)=3 2 (Mgt oM
i (w2 - i) (wi - w?)

+M,‘“(o)M‘f’(o, o )MP (")
[? - (w; +wp)?](w?: = w5)

M‘“(o)Mm(o M‘z’(go ))
[w - (w1 +wz) ](w(,, ('-’1)

Bln(wy, wp)==% 2
o,0',0'"
MP )M 0" )MP (")
[wd = (w1 + ws)?](wZ = w?)(wZ = wd)"

¢(3)

X

Consequently the second-order polarizability for
frequencies well below the onset of electronic tran-
sitions can be written

Biik((-ln ’ wz) = ijk + ij'k(wl ’ wg) + BZ');(wl , wz)
+Bilwy, wg) . (a11)

We have formally denoted®® by g% the purely elec-
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arise from cross terms of the electronic and nu-
clear coordinates, and by g" the purely ionic term.
However, even in this term the electronic contribu-
tion is substantial since (A2) contains electron in-
teractions as well.

A similar analysis of a;,(w) gives* that, for fre-
quencies below the onset of electronic transitions,

ay;(w) = af;+ oy (w) , (A12)
where

@) @)
ot~ ML)

and

e | el

affw) -2 {ealmlet (el co)
and the ionic and electronic contributions, respec-
tively. However, here too, the electronic con-
tribution is substantial even in the first term as it
can be seen from (A4).

For the case of the zinc-blende structure we have
a single mode which we denote by s. Using the no-
tations of the text, the expressions of the micro-
scopic polarizabilities o and g for a unit cell are

(u(l))z

— ~E
tronic term, by g?" and g¥’ the hybrid terms which lw)=a TME=GD (A13)
]
1 ot H uu) pPa® 1 “(2)“(1) Ii “ “
=gF+— +
Plor, we)=p 2M (“’ "(“’1+“’2) "-’s“"2 ws_w2> PYYd ([ (w1+wz)a](wi-w§)+[w = (wy +wy) ](w -w?)
@, M, O W, , @
p®u®y & p®u®y
2\( 2 . (A14
(ws—wl)(w —wg> z¢ Ms[wi—(wl +wa)2](wi—w§)(w§—w§) ( )

In the previous discussion we have not included
local-field corrections. These will renormalize
the different quantities which occur in (A14) (see
Sec. III) and in particular will modify w, to wy
which is the true lattice eigenfrequency.

APPENDIX B: MICROSCOPIC COEFFICIENTS

We derive here the expressions of the micro-
scopic coefficients for a unit cell required for the
determination of @ and g (see Appendix A).

(a) The linear and second-order microscopic
polarizabilities per unit cell in terms of the cor-
responding bond polarizabilities are given by

@y :Ex O @5y @5 5 (B1)
(B2)

— K K K K
Bisr ‘Ex Brmn@it Umen >

where « runs over the four bonds of the unit cell
and aj, are the direction cosines of the x-bond

~

axes O'wyz with respect to the crystalline axes
KXYZ, i, j, krun over the crystallographic coor-
dinates X, Y, Z while I, m, n over the bond coor-
dinates x, y, z. Both the bond polarizabilities and
the direction cosines are functions of the nuclear
configuration. For small displacements of the
atoms from their equilibrium position R0 these
quantities can be developed in powers of U= R- Ro
Here we need the zero- and first-order terms of

« and the zero-order term of 3. Expressing the
cosines in terms of the nuclear coordinates, as-
suming that the bonds are deformed only by stretch-
ing and inserting the numerical values of the direc-
tion cosines corresponding to the undistorted cell,
one obtains

B 1
a;;= a0+ aBeu+
and

= gE
Bijr=B €5t s



1286 C.
where
af=$(ay +ay, +a,,) , (B3)
] 9
am_;/_ <_£‘n ?al? : (o, - a )) (B4)
E=__4___ ( -3 )
B 3\/'3' Bzzx szx ’ (B5)

and §,; and ¢,;, are the Kronecker and Levi-Civita
tensors, respectively.

(b) Similarly the electronic dipole moment of
t_pe unit cell for an arbitrary nuclear configuration
R is given in terms of the bond dipole moments by
the expression

T =2 i aly - (B6)
Developmg in powers of the small displacements
i=R- Ro of the atoms from their equilibrium con-
figuration Rn, one obtains to terms up to the second
order

— . ©) a) 1_@)
My =Ty +TT“ u,+21r,jkujuk )

where
1[4(0) =0 s (B7)
=3 (—?’—+22‘L)5“, (B8)
and

ety [iien, (R @

where p, is the nonzero component of the bond di-
pole moment along the bond axis.

(c) Finally we need the expressions of the coeffi-
cients ¢2 and ¢ 8): For this purpose we have to
calculate the change of the potential ¢ between an
atom and any other atom and sum over the lattice;
the sum of all ¢ for the equilibrium configuration
is (2.18). The potential ¢ consists of two parts,
one long range and another short range or ¢=¢,
+¢s; we shall derive separately their contribu-
tions to ¢ ® and ¢ ®.

The short-range interactions are limited between
an atom and its four nearest neighbors; a straight-
forward application of symmetry operations gives

o ® @)
s=0" +303 s uu; +5 0 5 sugusuy

where

¢ =ngp s(Ry) =2 (R, ,

@ _4 (P65 2080
¢¢j,s 3 (3%214'}20 SR 6{] » (Blo)
05 3( m_ﬁi@i)]
Ok s 3F [aR3+ R, 3R _ oR /] St~
(B11)

The long-range potential falls slower with dis-
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tance than the short-range potential; further, the
number of atoms within a shell of radius R and

R+ AR around any atom increases as R®. Accord-
ingly, interactions of this atom with both nearest
and more distant neighbors must be included in the
calculation of ¢ ® and ¢ ®’. To carry out the per-
tinent summations we need to specify the coordi-
nate system.**’ Using the conventions of Fig. 1,
we chose as origin a III atom. Then the other III
atoms lie on the sites of the corresponding face-
centered cubic sublattice. The face-centered sub-
lattice formed by the V atoms is displaced from the
previous one by an amount «(%, £,%). If there is a
V atom at lattice site (R,, R,, Rs), one can easily
see that there will be a layer of identical ions at
(Rly "RZr ‘Ra): (—Rl’ - Ry, Rs)s and ("'Rly Ry,

- R;), and eight more sites obtained from those
four by cyclic permutation of the indices; further,
one can show that in the case of uniform displace-
ments considered here interactions between atoms
of the same sublattice will not contribute in the
sums. Straightforward use then of 43 point-
group symmetry operations gives

a0, 1@ 1, @)
Gr =0 +3 Py LUt + & Dy, L Us Uyl

where
2 = a0, (Ro) =&, (Ry)
00 (B12)
L=
¢1jk L= +15(ze)2E ng i qu €iin s (B13)

where n is the number of atoms (generally 12) on
the layer of radius R around the origin and the sum-
mation is extended over all layers including the one
with nearest neighbors at distance R= R, and in
which case ng =n,.

The unit-cell coefficients ¢ ®’ and ¢ ® are then
obtained by summing the two contributions or

(2)_ (2 @)
¢ ) —¢ 6” )

@) _ @ =4 ®
b= ¢uk, +PiieL =P €44 -

(B14)
(B15)

All the derivatives are evaluated at R =R,.

For completeness we give also the formulas for
the case of intermediate-range electrostatic or
dispersion-type interactions which although not im-
portant at very large distances extend, however,
to atoms more distant than nearest neighbors and
accordingly their changes can be appreciable. De-
noting by ¢, their contribution to ¢ and assuming
this quantity to be a function of R, one has

(2) _ 9 Q!_l 3¢;\ RiR; 1 ¢y
il E"R[(aR ® R) R R oR %

¢ 3 (o 92 RiRyR;
b= E" [aR"! —}i((b!—_a—l%)] g Sime
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If in particular ¢, =D/R™, where m>1, one obtains
m+2 RiR 1
¢331 =mD§nR(Rm+2 _{?J-_Rmi-Z) 5“‘ )

¢ 1= —mlm+2)im +4 DZ ng

RyR,Rs
Rm+6 Ei:k ’

for D<0 attractive intermediate-range forces,
their contributions will have the same sign as the
corresponding contributions of ¢, but opposite to
those of ¢5. For the more general case these
forces are actually angle and direction dependent
and the corresponding formulas of ¢ ® and ¢ ® are
slightly more complicated.

APPENDIX C: MACROSCOPIC RAMAN TENSOR

Here we show that the macroscopic Raman ten-
sor conventionally defined through the third-order
susceptibility y ®’ is the same as the one derived
in (3.37). The third-order susceptibility is for-
mally defined®® by

PP (w; +wa + ws) = Dyx i1y (w1, w2, ws)
X E; (wl) Ek(wz) E, (ws) 5 (c1)

where P® (w, +w;+w;) is the Fourier component at
frequency w; +w, +ws of the induced third-order
polarization, Djis equal to the number of distinct
permutations of (w;, wz, wg), and E(w,) are the ap-
plied fields. We formally introduce the third-order
macroscopic polarizability per unit cell y by

]
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X3 (w1, wg, ) = (1/0)7(wy, s, ws) 5 (c2)
where v is the volume of the unit cell. For crys-

tals of the zinc-blende structure below the onset

of electronic transitions and not in the neighbor-
hood of the lattice resonance wy, ¥ has two inde-
pendent components 7,,,, and ¥,,.,. Here we are
interested in the case where w;=w; and w;y <0, with
w1, —ws>wp, but wy+ws<wy and all three fre-
quencies 2wy +wy, wy, and — w, are below the elec-
tronic gap. Then on purely phenomenological
grounds and symmetry reasons one can show> that

Vrrx = Vagxx (c3)
and
- . ( (1))2
nyxyzyf

3M[w1- (wl"'(.t)z 2] ’

(c4)

where y% is the purely electronic third-order
macroscopic polarizability and &, the macro-
scopic Raman tensor of a unit cell. Presently we
shall derive the expression of ¥ from the micro-
scopic description and the assumptions concerning
the effective field adopted in the main text. More
spec1fica11y we are interested in the component
Y4y and we shall neglect (w; +w,) compared to wy.
For this purpose we take for convenience E(wl)
along the y direction and E(wz along the x direction
and we derive the expression of the x component

of P at frequency 2w, + w, including terms up to the
third order on the fields. Taking into account the
positions of the involved frequencies with respect
to wy, one has

P, (2w; + wz) = NaF[E,(2w; + wp) + LP,(2w; + w5)] +2NBES[E,(wy) + LPy(wy)] [E,(wy +ws) + LP,(wy +wp)]

+3N[7E,, + HaM)?/Mw?] [Ey(wy) + LP,(wy)] [E,(ws) + LP(ws)] [E,(wy) + LP(wy)]

= PV (2w, + w;) + P2 (2w + wp) + P& (2wy + wz) (C5)

where

P® (2w, +wy) =2N(BE + 3P

and where ¥%,,, is the purely electronic third-order

microscopic polarizability of a unit.
Replacing P® (w, +w,) by [compare (3.41)]
P2 (wy +ws)=2N(B" + 30 e}/ Mw?) fof fE, (w1)E, (ws) ,
one obtains finally
PR (2w, +ws)
=4N2(BE + 2a® e}/ MWV FUfoLE,(w1)E, () E, (wy)
+3N(E, + Ha PP/ MEY Ey(w))E, (0)E,y(wy) .
(ce)

By straightforward algebra where use is made of
(3.27), (3.30), (3.33a), and (3.33b) one obtains

e}/ Mw?)f2E,(w1) LPZ (w1 +wp) +3N[7h,, + 5 (@™)/ MW F*E,(01)E, (wo)Ey(wy)

—

finally

~ (1 a
1 a:éyz' ley;

(wy +wa)2]

Yayxy = Vx‘yxy +§ M[wT

b
where

Vrgny = (Vhomy + 5 BENLAS*
and

all)=(a' L 2NLe*Bg)f* .

This last expression is identical with the one de-
rived in (3. 37) as required.
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APPENDIX D: EQUATION-OF-MOTION APPROACH

The equation of motion of the relative displace-
ment coordinate U including nonlinear terms is

. 1 2
ity + W2y + 3 S0, = ef*(Ei +LP))+ 31 9u;(E, + LP,)

3af)E;+LP,)(E,+LP,) .

(D1)
The total polarization, on the other hand, is

P, = Nlefu; + 51 2uu, + o*(E; + LP;)
+ o jlu; (B, + LP,) +2B,;,(E; + LP;)(E, + LP,)] ,
(D2)
where E here is the total macroscopic field and the

different coefficients are defined in the text. Ex-
pression (D2) can also be written as follows:

y = Nletu; + 311 2uu, +fo"E; +fafu,(E, + LP,)
+2fB;;(E; + LP;)(E,+ LP,)] . (D3)

After substitution of this expression in (D1) re-
arrangement of the terms and use of (3. 33a),
(3.33b), (3.37), (3.43), and (3.44) one obtains
iy + hus + G = FE; + LA u By + 3 GIESE,
(D4)
If this equation is solved iteratively for each dif-
ferent Fourier component up to the second order

on the electric fields and its solution replaced in
(D3), one obtains

a
P = Xe 'E, +Xi(?liEjEk ’

where x2) is given by (3.47) and x® by (2.2b). In
this phenomenological approach the finite lifetime
of the phonons can be taken into account by intro-

ducing a linear velocity-dependent term yu; in the

right-hand side of Eq. (D1).

The previous discussion referred to the purely
transverse polarization. The same procedure can
be used for the longitudinal polarization; one only
needs to replace E by E -47P; in (D1)-(D3) when-
ever the field is longitudinal. For the case of all
fields and polarizations being longitudinal the equa-
tion of motion for a longitudinal mode, then, be-
comes simply

.. z -~ (3) — ~
Uy + WLy + Lty = € B+ (U 450/ €0)u, By

2(a£1)¢jk/€i)EjEk ) (DS)

1) @)
Where a;t = 0L € Op, 0= NL Y€1, and ¢L ik

=6 si,k, and &, 42, and ¢ are given by
(3.62), (3.65a), and (3.65b), respectively. We
note that it is the frequency of the longitudinal
mode w; that now determines the dispersion.

APPENDIX E: §-FUNCTION-BOND MODEL

The §-function-bond model'* consists of a one-
electron unidimensional Schrddinger equation with

|o»

_ mE o4
Ho__Zm };;+V(z)
and
V(z)=-g,6(2+2Ro)-g,6( - 2Ry) ,

where z is the coordinate of motion along the in-
ternuclear axis directed from A to B, Ry=2d is the
5-function spacing, g, and g, are the §-function
strengths for nucleus a and b, respectively, and
5(x) is the Dirac function.

The ground-state wave function is of the form
N5 +2p,) and its explicit form is

dyp = Ne® (e +re™?) , —w <z<—%R, regionI
P =Ne e % +21e”), —3Ry<z<3R, regionIl
b= Ne®(e +2e™) , 3Ro<z< region III
with
c=z{g +g+ (g +8)" -4 - R0 g, g, ]V% 2 -
=g{1+[u2+(1 - NZ) -ZcRO]I/Z}_e_a_ , (El)
- (L=ca\ ™ (£2)
A=\1- c/g, ’
2
N 1 (E3)

¢ 1+22+2xe Fo(1 +cRy)

where 2g=g, +g, and 2ug =g, - g, With g, >g,.

In the presence of an electric field with a com-
ponent E, along the bond, the perturbing potential
is

H'=-gqzE,, (E4)

where ¢ is the electronic charge in this model.

It was shown in Ref. 3 that the Dalgarno-Lewis
equation (4. 3) which solves the perturbation prob-
lem for (E4) can be solved exactly. The different
moments (z") of the electronic distribution can be
obtained from

4oN?
P +4ct

()=

<e-ikd + Azeilad + 2)\6-&.‘

% kd coskd + 2cd sinkd
kd )

In particular the electronic bond dipole moment is
p=2g(z)=—-qRA-2*)N¥/c . (E5)

In the Uns6ld approximation the linear and second-
order polarizabilities along the bond are

2 o4 2
(1) B (142, N (4R er
% (e) 2ay [1+(CR) c 3 ¢

+E; (1- xz)znz , (E6)
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Bu=e (1>3 f;—% (1-22) Ec—z-

“16 \e
2 2 2 2
x[l+(—cl—25§—]:—(é-§l—ee'cﬂ+]:— ()\2—1)25]
. 2 N2 or N zz]
xl:1+——-—-(cR)z— p (ZCRe R4 . Q- )) .

ET)
With the two strengths of the § functions, g, and
g, one can associate the nuclear charges Z,q and
Zgq defined by

Z4q=8, and Zzq=g, . (E8)

The g,; are obtained through the electronegativity
scale.

All the above expressions follow directly from
the knowledge of the exact wave function of the
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model. The potential, however, cannot be derived
from the latter without further assumptions. We
adopt Lippincott’s prescriptions!* which amount to
assuming

®(R)=D,(1 - g™ AR?/2R) (E9)

where D, is the dissociation energy of the bond,
AR=R - Ry and n=no(I/ L)Y 2 (I/1Iy)}/ %, with (I/1,),
the ionization potential of i= A, B, relative to that
of the corresponding atom in the same row and
first column of the Periodic Table and 5, is a con-
stant. Requiring that, at equilibrium, the first
derivative vanishes and that the second-order de-
rivative ¢''=k,, the stretching force constant of
the bond, one obtains

D,=k,Ry/n . (E10)

*Research supported in part by the Joint Services
Electronics Program under Contract No. N00014-67-A-
0298-0006.
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The Raman spectra of the 2H and 4H structures of ZnS have been measured between room
temperature and 60 K, and compared with the spectra from zinc blende ZnS. The observed
phonons in each case are in good agreement with those expected from the known structural

differences.

Zn$ is known! to crystallize in many different
crystal structures belonging to the cubic, hex-
agonal, and rhombohedral space groups. All such
Zn$ polytypes! can be constructed from alternating
zinc and sulphur planes which are perpendicular to

the cubic [111] or hexagonal [0001] axis, with the
various polytypes being distinguished only by the
stacking sequence of the planes. The most impor-
tant characteristic which distinguishes one poly-
type from another is then the length ¢ of the funda-



