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Lattice vibrations of the hexagonal graphite crystal are analyzed using two-body carbon-

carbon interaction potentials.

The potential parameters are obtained from estimates of the

long-wavelength frequencies of graphite and a knowledge of the nitrogen-nitrogen potential
parameters. The dispersion relations along high-symmetry directions are calculated showing
excellent agreement with the experimental observations along (00£). The elastic constants

of graphite are also calculated and compared with the available experimental data. There is
general agreement between the theoretical calculations and the experimental observations.

L. INTRODUCTION

The lattice dynamics of graphite have been dis-
cussed by several authors usirig few-parameter
Born-von Karman models.'~® The unknown param-
eters of the models are fitted to the experimental
data such as specific heat” and the measurements
of phonon dispersion relations.® The graphite
structure assumed in lattice-dynamical calculations
corresponds to the hexagonal crystal structure
where sheets of carbon atoms are stacked on one
another and held by van der Waals forces. The

forces in the sheets are due to the strong covalent
forces. This structure is highly anisotropic in
properties such as thermal expansion and elastici-
ty.”

In this paper we intend to analyze the lattice vi-
brations of graphite in the hexagonal crystal struc-
ture. The lattice-dynamical model employed will
be the usual Born-von Karman model in which sig-
nificant interactions between carbon atoms are
represented by finite-value force constants. How-
ever, our approach will be different from previous
attempts in the use of analytical potentials for car-



4528

|
I
I
|
q, |
3
|
|
|
|
|
|
A
7 | AN
/// ! \\\
3" Il <« ~
|
|
|
|
|
|
.
G/Z'L
g \\\
zZ) //// \\\\
- <L g/
X -

FIG. 1. Hexagonal primitive unit cell of graphite.
Carbon atoms are shown by open and full circles and tri-
angles.

bon-carbon interactions. This will result in a few-
parameter model rather than a few-force-constant
model of graphite. Two-body analytical potentials
of interaction have been successfully used in the
analysis of lattice dynamics of organic solids such
as naphthalene and anthracene® *® and inorganic
solids such as sodium azide.!! With the two-body
interaction potentials the properties of graphite are
essentially predicted rather than fitted to the model
parameters. This will be illustrated by the calcu-
lation of the dispersion relations and the elastic
constants,

In Sec. II the structure of graphite and the sig-
nificant carbon-carbon interactions are introduced
and the dynamical matrix is calculated. The ele-
ments of the dynamical matrix are given in Appen-
dix A. Although the number of unknown force con-
stants is irrelevant when using two-body interac-
tion potentials, the force constants are reduced in
number for the sake of simplicity of the dynamical
matrix elements. The reduction in number of
these constants is made according to the proper
symmetry reductions belonging to the point group
of graphite crystals.

In Sec. III the information on the long-wavelength
frequencies of benzene molecule and the nitrogen-
nitrogen van der Waals interaction potential are

A. A. AHMADIEH AND H. A. RAFIZADEH 7

used to arrive at reasonable estimates of the car-
bond-carbon potentials of interaction. In Sec. IV
the dispersion relations and the structure factors
along high-symmetry directions are calculated.
Section V includes the calculation of the elastic
constants and their comparison with the experi-
mental data.!? In Sec. VI the essential features of
our work are summarized and some of the struc-
tural characteristics of graphite are discussed.

II. DYNAMICAL MATRIX OF GRAPHITE

The familiar structure of graphite consists of a
hexagonal structure®® in which the carbon atoms
form covalently bonded planes which are stacked
parallel to one another. Within the planes each
carbon atom forms covalent sp? bonds with three
other carbon atoms resulting in a hexagonal ar-
rangement very similar to the structure of benzene
ring. The hexagonal unit cell of graphite is shown
in Fig. 1 with the direct lattice vectors

A4 =%ax+3V3ay,

§2=_%a5‘7+%‘/—3—a5’: (1)

5@ =cz,
where ¢=2.456 A and c=6.696 A. The basis of
this unit cell consists of four carbon atoms located
at positions of 000, 130, 002, %22 1 and labeled as
carbons 1, 2, 3, and 4, respectively. The notation
nyngng refers to the position of carbon atoms in the
unit cell given by n,3; + 7,8, + 1335.

We will consider the neighbors of each of these
atoms in two categories of the in-plane and out-of-
plane interactions. For the in-plane interactions
either (11), (22), (12), or (33), (44), (34) interac-
tions are possible., For the out-of-plane interac-
tions the possible interactions are (13), (14), and
(23), (24). The in-plane neighbors of the carbon
atom 1 are shown in Fig. 2(a). There are six (11)
interactions at a separation of g, three (12) inter-
actions at a separation of ¢/V3, three (12) inter-
actions at a separation of 24/V3 and six (12) inter-
actions at a separation of \/g_—-a. The three (12) in-
teractions at a separation of a/ V3 are due to the
strong covalent bonds while the remaining interac-
tions are due to the weak van der Waals forces.
Figures 2(b) and 2(c) show the out-of-plane carbon-
carbon interactions. There are two (13) interac-
tions at a separation of 3¢ and six (14), six (23),
and six (24) interactions at a separation of (% ¢?
+1a®Y2, The interactions given in Fig. 2 are con-
sidered to be significant and all have separations
less than 4 A,

In studying the dynamics of a crystalline lattice
the dynamical matrix M is defined in terms of the
force constants ¢,,(1', k&) as

M,, @, k') = My, @, kE') = 83 27 T, (0, BE'") , (2)
k"



1

where

My @ k') =20 &)Uy RE') 8" Fhae ®3)
”

The indices % and 2’ represent the atoms in a unit
cell, Th, =T(I'%') -T(0k), with ¥(Iz) being the posi-
tion of the atom £ in the unit cell /. Defining T

=T4w , the force constants ¢,,(I', k%') are given by

0 BF) LR LY W

»2 ) r dr

oty 8=

if V(7) is the potential of interaction between the
two atoms % and %£’. The interaction potential V()
will be assumed to have the Lennard—-Jones form:

Vlr)=4e[(0/r) - (o/7)] %)

making the dynamical matrix M a function of the
potential parameters o and €. The diagonalization
of M at different wave vectors § using the equation
of motion

me?T = MO (6)

will provide the dispersion relations w(J) and the
polarization vectors U,

In general the force constants ¢,,(I', k&') can be
treated as adjustable parameters and fitted to the
experimental data if the use of an interaction po-
tential V(»), as suggested above, is not considered.
The force constants ¢,, are usually large in num-
ber and due to limited experimental data, it is
desirable to reduce the number of these force con-
stants as much as possible. One method of force-
constant reduction is the use of the point-group
symmetry of the crystal. The force-constant ma-
trix ¢, being a property of the crystal, transforms
under a symmetry operation S belonging to the
point group of crystal in the form
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FIG. 2. Using the no-
tation of Fig. 1, (a) the
in-plane neighbors of
carbon 1, (b) the out-of-
plane neighbors of carbon
2, and (c) the out-of-
plane neighbors of carbon
1. The neighbors of all
carbon atoms can be con-
structed from the infor-
mation given here and
the graphite crystal
symmetry.

(1, kE') =8 ¢ (L, KK')ST . (7)

It is obvious that if the indices I 2%’ and L KK  be-
come identical, Eq. (7) provides relations among
the force constants of k2’ interaction, hence re-
ducing the number of the unknown force constants.
In other words, if an interaction is invariant under
a symmetry operation S, its force constants can
be reduced in number using Eq. (7).

The graphite space group is given as C‘f,, by
Wyckoff.?* There are, however, recent studies of -
the graphite structure which suggest the possibility
of the D%, space-group symmetry.}* We will not
show preference for either one of the space groups
and will try to generalize our calculations such
that the effects of both space groups are included.

The space group Cﬁ,, contains the symmetry op-
erations of identity E, two C;(z), and three o,,
where one corresponds to the yz plane of Figs. 1
and 2 and the other two are placed 120° apart. In
addition, there are three glide planes [0, % c] which
include the z axis and are located 30° from o,
planes. There are also one twofold screw axis
[Ca(2)13¢] and two sixfold screw axes [C§(2)|c].
The space group Dé,, contains 24 elements which
are the result of the direct product of the 12 ele-
ments of C§, space group with the group. C; which
contains the identity and inversion symmetry oper-
ations. In what follows, we will consider the sym-
metry reductions of the typical force-constant ma-
trix of an interaction using the symmetry opera-
tions of the space group C‘&, since the addition of
the center of inversion will not influence the sym-
metry reductiors and the results will be valid for
Dé,, space group as well. One can obtain the ex-
pressions for all of the force-constant matrices
using the given typical force-constant matrices
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and Eq. (7).

The in-plane (11), (22), (33), and (44) interac-
tions have the same positions and separations as
given in Fig. 2(a) for the (11) interaction. The
general form of their force constant matrix is

¢:\:x ¢xy (sz
Q(loo: kk)= ¢yx ¢yy ¢yz o, k=1, 2,3,4.

¢zx ¢zy ¢ZZ

(8)
However, these nine force constants are not inde-
pendent, For example, using the twofold screw
axis and Eq. (7), ¢(100, 11) is related to ¢(100, 33)
.and by virtue of the sixfold screw axis and Eq. (7),
¢(010, 11) and ¢(110, 33) are related. Using the
full reduction by the screw axes and glide planes,
it can be readily shown that

a 3V3(B—ay) O
(100, kk)= | $V3 (8~ ay) B U I
0 0 7

£=1,2,34 (9)

where a; = ¢,,(100, k&), B =, (100, kE), and ¥,
= ¢,,(100, ER).

The three (12) interactions at a/V3 separation
are invariant under o, symmetry operations re-
sulting in

a; 0 O
__(':11'% 12)=1 0 B v, ’ (10)
0 v 7
where a;=¢,,(550, 12), B,= ¢,y( 30, 12), 7,
=¢,,(5%0, 12), and v,=9,,(3 %0, 12) The three

(12) interactions at 2a/ \/% separation show the
same type of invariancy under o, symmetry opera-
tions and have a force-constant matrix of the form

a3 0 0
0E%20,12)=[ 0 B vy | (11)
0 V3 '}’3

where as ¢ﬂ(3 § 0, 12), B;= ¢w 0 12), v,

= qb,m(3 £0, 12), and vg= ¢M(3 20, 12) The six (12)
interactions at a separation of «/T—a have no sym-
metry reduction and their force constants are of
the form

ag Ny &
¢$30,12)= [ 0y B vy , (12)
& Vs W

where ay=¢,,(§30, 12), B;=0,,($30, 12), ¥,

_¢¢g(3 30 12); Ne= ¢xy( oy 12), E4=¢xg(%%0’ 12):
and vy = ¢,,($50, 12). The (34) force constants are
readily obtained from the (12) force constants using
the screw axis and glide-plane symmetry opera-
tions along with Eq. (7).

The (13) interaction is invariant under o, and
C4(2) symmetry operations resulting in the force-
constant matrix of the form

a; 0 O
_42_(00%, 13)= 0 o O , (13)
0 0 Vs

where as=¢,,(003, 13) and y;=¢,,(003, 13). The
(14), (24), and (23) interactions are all invariant
under o, symmetry operations and have identical
geometry and separations. The typical force con-
stant has the form

ag 0 0
0334, 23)=[ 0 B ve | (14)
0 vg 7

where ag= ¢xx( 333, 23), Be= ¢yy(%%%’ 23), 78
=¢,,(¥5%, 23), and vg=¢,, (314, 23).

In using central two-body potentials of interac-
tion some of the force constants will have a value
of zero. These include v,, vy, &, and vy, In
writing the dynamical matrix elements according
to Eq. (2), we will set these force constants equal
to zero and do not include them in the dynamical
matrix. The dynamical matrix elements are sum-
marized in Appendix A.

1I. POTENTIALS OF INTERACTION

There are two types of carbon-carbon interac-
tions in graphite. In each sheet the interactions of
a carbon atom with its three nearest-neighbor car-
bon atoms are through strong covalent forces.
These correspond to the force constants a,, B,
and v,. The rest of the interactions, including the
out-of-sheet interactions, are all due to the van
der Waals forces. Hence only two types of poten-
tials are needed in order to fully specify the car-
bon-carbon interactions in graphite.

For the carbon-carbon van der Waals potential
we made use of the similarities of carbon and ni-
trogen atoms. The electronic structure of carbon
atom (M=12, Z=6, 1s®2s%2p%) and nitrogen atom
(M=14, Z="1, 1s®2s%2p%) are very similar and it is
believed that the carbon-carbon and nitrogen-ni-
trogen van der Waals potentials of interaction will
be very much the same, The potential parameters
for the nitrogen-nitrogen van der Waals interac-
tions are obtained by Kuan, ‘Warshel, and Schnepp
from various intermolecular potentials of solid a-
N,. From conditions of zero uniform stress and

15
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TABLE I. Character table and selection rules for
crystalline graphite. Raman (R) and infrared (ir) activity
are specified by a for allowed transitions and f for for-
bidden transition.

¢y E ¢y 2c3 2¢¢ 30, 304 m; m{ mp R ir

Aq 1 1 1 1 1 1 3 2 1 a a

A, 1 1 1 1-1-1 0 0 0 f f

B, 1 -1 1 -1 1=-1 1 1 0 f f

B, 1 -1 1 -1-1 1 0 0 0 f f

E, 2 -2 -1 1 0 0 3 2 1 a a

E, 2 2 -1 -1 0 0 1 1 0 a f

Ug 4 2 2 2 4 2 )

¢ 0° 180° 120° 60° 0 0
+1+2 cosg 3 -1 0 2 1 1
Ug(x1+2 cos¢) 12 -2 0 4 4 2
2 cosp(x1+2 cosp) 6 2 0 2 2 2

the experimental lattice energy they obtain
0=3.345 A, €=37°K. (15)

We will assume these values to be the same as the
carbon-carbon van der Waals potential parameters.
The covalent force constants or the parameters

of a potential for covalent forces can be obtained
from the long-wavelength frequencies of graphite.
The information on the complete set of the long-
wavelength frequencies of graphite is lacking at
present and only two of the normal mode frequen-
cies have been observed and assigned.a’w In our
calculations we will consider an alternative route
in estimating the long-wavelength frequencies of
graphite and will compare our results with the
available measurements. The long-wavelength fre-
quencies will then be used to calculate the potential
parameters of the covalent forces.

The atoms within a sheet of graphite have a
structure much like the atoms in a benzene mole-
cule., The benzene molecule is a well studied
molecule with many of its normal-mode frequen-
cies established in frequency and assignment.'
Since a benzene ring has the same structure of car-
bon atoms as the carbon atoms in a sheet of graph-
ite, it is possible to do a group-theoretical analy-
sis of graphite and compare it with the group-the-
oretical analysis of the benzene molecule. From
this comparison approximate values for the long-
wavelength frequencies of graphite can be obtained
using the measurements available on the benzene
molecule.

The character table and the selection rules for
graphite crystal, with the point group Cgq,, are
given in Table I, The number of the normal modes
of various types and their activity in the infrared
and Raman spectra are obtained from the relevant
equations'®'® and the character tables. #; is the
total number of normal modes under a symmetry
species i, n; is the number of internal vibration
modes with nr being the number of pure transla-
tions under a symmetry species. Raman and in-

DISPERSION CURVES AND ELASTIC CONSTANTS OF GRAPHITE

4531

frared activity of a mode are specified by letters
a and f designating allowed and forbidden transi-
tions, respectively.

It is seen from Table I that there are two active
modes of species A, and two active modes of spe-
cies E;. From a study of the dynamical matrix at
a=0 and the relative magnitudes of the covalent and
van der Waals force constants it can be shown that
for all practical purposes the frequencies of the
two species A, are degenerate in value and so are
the frequencies of the two species E;. Hence, in
comparing our group-theoretical results with those
of the benzene molecule, those frequencies that
first involve the relative movement of carbon
atoms, and second satisfy the above degeneracy
requirement, must be chosen for the graphite-nor-
mal-mode frequencies of vibration.

The group-theoretical analysis of benzene mole-
cule assuming Cg, point-group symmetry is avail-
able!” and the comparison of its symmetry species
with those of graphite are given in Table II. It is
interesting to note that the frequencies given in
Table II not only satisfy the symmetry require-
ments, but they show the expected degeneracy of
graphite frequencies of A, and E, species. The
values chosen for graphite-normal-mode frequen-
cies are taken as the averages of the frequencies
of benzene molecule. These are

w(4;)=1000 cm™ |, w(E;)=1550 cm™ . (16)

The above values are supported by the recent mea-
surements of Brillson et al.'® of

w(Ey)=1588+5 cm™ and w(E,)=1574+1 cm™ ,
(17)
The frequencies in Eqs. (16) provide us with suffi-
cient information about the potential parameters
of the carbon-carbon covalent interactions. Ex-
pressing the force constants o, and B, in terms of
a two-body interaction potential, we obtained

0=1.174 A, €=6.35%10*°K . (18)

It should be pointed out that the group-theoreti-
cal treatment of graphite using D§, space-group
symmetry'® and of the benzene molecule using Dy,
point-group symmetry'” result in the same conclu-
sions as given in Eqgs. (16). These calculations will

TABLE II. Comparison of graphite and benzene-molecule
symmetry species assuming cg, point group.

Benzene-molecule

Benzene molecule Graphite frequency (cm-1)?
Ay Ay 991.6
B, Ay 1008
E; E, 1485
E, E, 1584.8

3Reference 16.
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FIG. 3. Comparison of the calculated (solid line) dis-

persion curves and the experimental observations (full
circles) along (0,0, £).

not be repeated here and in the following sections
we will calculate various properties of graphite,
using potentials of Eqs. (15) and (18), and compare
the results with the available experimental data.

IV. DISPERSION CURVES AND STRUCTURE FACTORS

Using the carbon-carbon interaction potentials
the dispersion relations along (0, 0, &), (0, &, 0),
and (£, 0, 0) are calculated. Dolling and Brock-
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house® have measured the dispersion curve along
(0, 0, £) which is assumed to be the longitudinal
acoustic branch. Our theoretical calculations are
compared with these experimental data in Fig, 3
showing an excellent agreement between the two.
This agreement gives support to the assumptions
made in Sec. III in connection with the carbon-car-
bon potentials of interaction. It is observed from
the polarization vectors along (0, 0, £) that the
dispersion curve in Fig. 3 is the longitudinal
acoustic branch up to (0, 0, ) and the longitudinal
optic branch from (0, 0, 3) to (0, 0, 1). The two
high-frequency modes, not shown in Fig, 3, have
values of w(E;)=46.6x10'2 Hz and w(4,)=30.1
x10'% Hz corresponding to 1550 and 1000 cm™, re-
spectively, and are 6 functions along (0, 0, ¢£) with
no dispersion.

The dispersion curves along (£, 0, 0) and (0, £, 0)
directions are given in Fig. 4. The frequencies
of the acoustic branches reach considerably higher
values compared to the acoustic branches along
(0, 0, &) direction, This is explained by the differ-
ence in the nature of interaction forces along and
perpendicular to the z axis of graphite. Because
of the large scale of frequencies in Fig. 4, the ¢
=0 transverse-optic frequency at 0.567x10'2 Hz
is seen very similar to an acoustic mode.

The dispersion relation w(q) is measured by in-
elastic coherent scattering of neutrons from single-
crystal specimens. The condition of finite-scat-
tering cross section is satisfied if the structure
factor®®

7 2
Sp= (Z) AZ—;‘E e T ﬁ(k)e"’k) (19)
k kR
has a nonzero value. b, is the coherent scattering
amplitude, M, is the atomic mass, ﬁ,, is the posi-
tion, U(k) is the atomic displacement from equi-
librium, and W, is the Debye—Waller factor asso-

T T T T 1 T T 1
50F . -
F___f
w 4ok
(=N
(8]
=
= 30r ~
>
g FIG. 4. Calculated dis-
S 2 persion curves of graphite
g Or . along (0, £, 0) and (Z,0, 0).
w
10
(5,0,0) (0,5,0)
G 1 1 1 1 1 1 1 1
1.0 0.8 0.6 0.4 0.2 0 0.2 0.4 0.6 0.8 10

Wave Number §
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ciated with the kth atom in the unit cell.

Considering that only carbon atoms are present
in graphite and assuming that the Debye—-Waller
factor is close to unity, we define the structure
factor in the form

2
sF%z <Z) PCR T ﬁ(k)) , (20)
kR
where
Q=277+3 . (21)

7 is the reciprocal-lattice vector of graphite given
by

-'F= h61+k62+l63 , (22>

where 2kl are integers and b; are the reciprocal
lattice vectors

- 1. . 1 ~ 1. .
q=211<; Ek+ £, 9 4 ‘g’,z) , (24)

where the components of Evary between zero and
one.

The calculated structure factors along (£, 0, 0)
and (0, 0, £) directions are plotted in Fig, 5 as a
function of (-5:2 It is interesting to note that the
structure factor along (£, 0, 0) is independent of
the choice of @, and it depends only on the phonon
wave vector ¢,. The same branches are marked
with the same integers on the dispersion curves and
the structure-factor curves. The structure factor
along (0, 0, ¢) has a value of zero for the longitudi-
nal-optic mode £=1.0 meaning that the optical pho-
non at (0, 0, 1) should not be observed. The (0, O,
1) phonon observed by Dolling and Brockhouse, on
the contrary, is quite sharp. This discrepancy in

> 1. 1
1=, X +—m ¥y, part may be due to the imperfect graphite crystals
) ) used in the experiment.
2= ¥ 3 Y (23) V. ELASTIC CONSTANTS
*3=_1_ z. The elastic constants of graphite are calculated
4 using the method of long waves.?’ We will not go
The phonon wave vector q is defined as into details of these calculations and only give the
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results for a solid in which the interactions be-
tween atoms are through central forces. The elas-
tic constants cq,p, are defined as

Cayer=Sapn+&Zarer - (25)

Denoting the atomic separations Fi by T and the
derivatives of the interaction potentials dV(»)/d»?
and d?V(r)/d»?)® by V' and V"', respectively, the
functions fyg, and g448 are given by

2

?
2 vargr V' (26)
Vg 1' ke

faBn:

and

Gartr= —;l 2z EPuu(kk’)(Z) Mua,(kk”))
a B

R wpy
><<Z) M,,m(k'k”')) ,
klll
where

Maﬂy(kk,)=(m_2k)17§ (60,5 ?V,V%Z?nmnV”) .

(27)
v, is the unit cell volume and the matrix P,,(kk’)
is the inverse of the matrix N,z(kk’) where

1
Nt s (2B 4B )

k2R’
=—1— (260,,3 2V 4E'T¢,TBV”> , k=k'.
me e e’
(28)

It can be very easily shown that for the elastic
constants ¢j;, c12, €13, Cass Caz, and cgg the fi e,
are all finite valued and satisfy the Cauchy rela-
tions, i.e.,

S1s=fuu s f12=Tes - (29)
The calculations of g,s, show that it is nonzero
only for ¢;; and ¢y, elastic constants and that

g11=812 - (30)

Zorer TOT €13, C33, Caa, AN cgq is identically zero.
The value of gy, is given by

g1 =(-1/v,) [P,,(33)+ P, (44) - 2P, (34)]
X[ M, (14) + M, (12)]2  (31)

where
o091 [\ Nas)| -
-
P00 [ VGe Won

with

|3

N,,(22) N,,(23) N,,(23)
IN| = | §,,(23) N,,(33) N,,(34)| . (33)
N,,(23) N,,(34) N, (44)

Table III provides the comparison between the
calculated and experimental!? elastic constants re-
vealing good agreement in cgg and ¢y and showing
poor agreement in ¢y, c12, C13, and cge. It is in-
teresting to note that the theoretical results satisfy
the Cauchy relation c;3=cy Which is not observed
experimentally. In the experimental observations
¢y, and ¢y, have a ratio of 6:1 while Eq. (25) gives
a 3:1 ratio essentially independent of the magni-
tude of the interaction forces.

In an attempt to explain the observed discrepan-
cies we calculated the Young moduli of graphite for
the two sets of values in Table III assuming a poly-
crystalline graphite with random distribution of
the grain orientations. Using the VRH approxima-
tion?®# which relates the single-crystal data to the
values of polycrystalline data, we obtained a value
of 40x10!* dyn/cm? for our calculations and a val-
ue of 17x10" dyn/cm? for the experimental values
in Table III. This compares with the observed av-
erage Young modulus of graphite of ~1x10!* dyn/
cm?," 1t should be pointed out that the VRH approx-
imation has been quite satisfactorily applied to a
large number of materials of cubic, tetragonal,
and trigonal symmetries®:2 so long as the density
of the polycrystalline specimen is sufficiently close
to the theoretical value. In the case of graphite,
Young moduli have been experimentally measured
using specimens with densities considerably dif-
ferent from the theoretical value of 2,26 g/cm?,
Although this may explain the difference between
the values of Young moduli, the reason for discrep-
ancies in our calculated elastici constants and the
experimental observations is not clearly known.

VI. DISCUSSION

The lattice vibrations of the hexagonal graphite
crystal are studied using two-body analytical poten-
tials of interaction of the Lennard-Jones type. The
potential parameters of the covalent interactions are

TABLE II. Observed elastic constants (in 10" dyn/
em? of graphite and the corresponding values calculated
from Eq. (25).

Elastic constant  Observed Saprn  Sover Carr
[ 106+ 2 230.4 -—3.15 227.2
c1s 18+ 2 76.8 =—3.15 173.6
Cg 442 76.8 0 76.8
C33 3.65+0.1 3.8 0 3.8
Cy3 1.5+ 0.5 0.22 0 0.22
cu =0.4 0.22 0 0.22
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FIG. 6. Structure dependence of the dispersion curves of
graphite crystal along (0,0, £).

obtained from the long-wavelength frequencies of
graphite. These are in turn estimated from the
internal frequencies of benzene molecule. The
carbon-carbon van der Waals potential is obtained
from the two-body interaction potential of nitrogen
atoms which are very similar to the carbon atoms
in size and the electronic structure. Using the
two-body carbon-carbon potentials, a number of
properties of the graphite are calculated. These
include the dispersion relations and the elastic
constants. In calculating any property, the com-
parison generally shows excellent agreement when-
ever experimental observations are available. The
good agreement is not unexpected since similar
models®-!! using two-body potentials of interac-
tion have been quite successful.

Although the assumed model has shown itself to
be quite reliable, we considered the possibility of
a deviation from the assumed graphite structure
which is mentioned by Wyckoff.!® He states that
the position of the carbon atoms 2 and 4 may not
be in the same plane as the atoms 1 and 3 and
gives the position vectors of 000, $3v, 003, 221
+v for atoms 1 through 4, respectively. The value
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of v is stated to be zero for practical purposes,
and cannot exceed 5% of ¢ in value.

It was hence decided to set up a model in which
the carbon atoms 2 and 4 have a displacement »
varying from zero up to a value of 0.05¢. This
means a reconstruction of the force constants and
a new dynamical matrix since the changing dis-
tances produce not only asymmetry in interactions
but also introduce a larger number of force con-
stants. The increase in the number of force con-
stants will not be troublesome since they are readi-
ly determined using the two-body interaction po-
tentials, The new dynamical matrix is set up and
diagonalized along (0, 0, ¢) for three values of P
=9/0.05=0, 3, and 1. The results given in Fig.

6 show the sensitivity of the dispersion curves to
small structural changes and also indicate that
for all practical purposes » is zero and the posi-
tions of the carbon atoms are in a single plane.

It should be pointed out that our treatment of
graphite is essentially a rigid atom one. A better
model of graphite will be through a shell-model?
consideration of the carbon atoms. The shell
model of graphite is supported by the observation
of infrared-active modes.!® Although carbon atoms
do not have a static charge, the infrared activity
of graphite modes is indicative of the deformation
of the charge distribution®® of the carbon atoms
which can only be accounted for by a shell-model
lattice-dynamical treatment. Since a good fitting
of the experimental data with the shell model re-
quires the use of a rather large number of unknown
adjustable parameters, we believe that a shell-
model treatment of graphite will be possible only
when detail dispersion data exist through neutron-
scattering experiments.

In conclusion we would like to emphasize the use-
fulness of the two-body potentials in the analysis of
lattice vibrations of crystalline solids. A knowl-
edge of the interaction potentials can be obtained
from a variety of measurements.?” The potential
approach is most useful in studying crystalline
solids where the available information is limited,
or in studies where the large number of atoms per
unit cell complicates the picture even though there
is a reasonable amount of data available. It is
also of interest to note that by using the two-body
analytical potentials one can avoid the problem of
fitting the force constants to the available data
which is shown to be possible for a wide range of
alternative sets of force constants.?®
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APPENDIX A

The dynamical matrix elements M,,(d, k#') of
graphite are listed here. For the sake of simplici-
ty the wave vector § in the argument of the dynami-
cal matrix elements is suppressed.

M, (11) =4ay(cyco = 1) + (68, - 2ay) (- 1) - Dy
=flas, By, Dy) ,

M,,(11) =f(By, @y, Dy) ,

M,,(11)=4%,(c?+ cyco ~ 2) = Do=g(1,, Dy) ,

My(11)=V3(ay = B1)S1S2 , M, (11)=M,,(11)=0,

H. A. RAFIZADEH

| =3

M;;(33) = M;(11) b j=%Y,2

M, (22)=f(ay, B1, Dg) , M,,(22)=£(B,, ay, D),
M,,(22)=f (v1, Dy) ,

M,,(22)= M,,(11), M, (22)=M,,(22)=0,
M,,(44) = M,;,(22) , Lj=% Y, 2
Dy=2a5+3(ay+ By) + 3o + Bo+ g + By + 2ag+ 25)
Dy=2y5+ B8y, +3(ys+ 73+ 27g) ,

Dg=3(ay+ By) +3(an+Bo+ ag+ By) + 6(ag+Bg)

Dy=6y+3(ys+v5) + 1294,

M (12) = agey + (3 0p+ 5 Be) (c5+ Co) + ageq+ (3 ag+ 38s) (co+ o) + auslerg+ €11) + (G g +3 By) (cra+ Crg + Caa + C15)
+3V3mylers = erg+ C1a = C15) + @284+ (G @z +F Be) (Ss+ S) + gSy+ Gag+ 385) (Sg+ )
+ ag(Sio+ Su1) + oy +38y) (Spa+ Sis + Sia+ Sts) + 3V 374(S12 = Sps + S1a = S15)]
=f (02, Bz a3, By, Qg5 Bys M)
M,,(12)=f (B3, az, By, s, Byy Qg =)
M,,(12) = ya(cy + c5+ cg) + ¥3(Ca+ Ca+ Co) + y(Cg+ €11+ Cra+ 13+ €1+ C15)
+i[v2(Sy+ S5+ Sp) + 75(Sy + S+ So) '+ Y4 (S1o + Spa + Spa+ Sys + S + Sps)],
M,,(12) == £ V3 (ar = Be) (c5 — cg) =1 V3 (g = By) (g = Co) =4 VB (g = By) (caa+ €13 = €14 — C15)
=0.5ny(=2¢19+2c11 + €12 = €13 = Cra+ C15) +i[ =5 V3 (@2 = B) (S5~ Sg) = 5 V3 (s = By) (Sg — S)
= 3V3 (g = By) (Siz + S5 = Si = St5) = 0. 51j4(= 283 + 2833 + Syz — Sig = Sua + Sis)]

M,,(12)= M, (12)=0 , M,,(23) = M,,(14) for all x and y,
M,,(34)=M},(12) for all xand y, M,,(24)=M},(23) for all xand y .
M,,(13)=2asc; , The ¢; symbols are
M,,(13) = M,,(13) , ¢y = costt, , ca=coSTE,, c3=cOSTE,,
Mzg(13) = 27563 ’ Cy =»COS(%TT£3,) s C5= COS( - '”gx -~ %”T‘Ey) s
M,,(14) =2¢5[ ages + (Gag+38g) (c5+ o) .1 4
L s cg=cos(nt, - 37¢,) , cy=cos(-%nE,) ,
—2¢5[ agSy+ (Gag+ 3 Bg) (S5+ Sp)]

=f(ag, Bs) » cg=cos(2r&, + 3nt,) , co=cos( - 27, +37E) ,
M,,(14) =f (Bg, atg) » cip=cos(nt, +¥1t,) , ci=cos(=nt, +§nt,) ,
M,,(14) = 2ygcs(cy + c5+ cg) — i 2vc3(Sy+ S5+ Sg) » c12=cos(=3nt, — 57E,) , cg=cos(-2n&, —§7¢,),

M,,(14) = = 3V3 (g~ Be) (S5 = Sg) (S3 = icy) ,
M,,(14) = = V3 vg(Ss — Sg) (Ss — icy) ,

cuu=cos(@nt, —37L,),  ciz=cos(@rt, —$7E,).

The symbols S; correspond to the sines of the same

M,,(14)=vg(2S; — S5 = Sg) (S = écy) , argument as the above given cosine functions.
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The ground state of a model exciton-phonon Hamiltonian is studied using variational techniques. A
single-exciton band is considered in the tight-binding model; the exciton is coupled to Einstein phonons
through a short-range linear interaction. We first verify that a variational wave function corresponding
to simple displacements of the lattice coordinates (analogous to the Lee-Low-Pines wave function for
the polaron) leads to an unphysical result: For strong exciton-phonon coupling the effective mass of the
excitons depends discontinuously on the parameters of the Hamiltonian. We obtain an improved trial
function by studying an exactly soluble problem: an exciton hopping between two sites and coupled to
a phonon field. The new trial function allows distortion of the Gaussian form of the phonon wave
function as well as displacement. Analogous trial functions are used to calculate the energy and
effective mass for a one-dimensional lattice with nearest-neighbor exciton hopping. The results are a
continuous effective mass and a substantial improvement of the ground-state energy over the
Lee-Low-Pines trial function. Arguments are given that the qualitative behavior of the ground state is
independent of the dimensionality of the lattice, so that the one-dimensional calculation performed here
is adequate.

I. INTRODUCTION mass, etc. For very strong coupling the phenom-

enon of self-trapping”® occurs. Here, the distor-

The interaction of an exciton or an electron with
lattice v1brat10ns leads to a number of interesting
effects. '3 If the exciton-phonon interaction is
weak, the major effects are a reduction in mobility
due to scattering, the introduction of phonon side-
bands in optical absorption, *~® a small change in

tion of the lattice in the vicinity of the exciton
leads to a large increase in effective mass., At
high temperaturées, the motion of the particle
through the lattice changes from band type to ac-
tivated hopping, °

This paper is concerned with the transition be-



