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CONCLUSIONS

An ellipsoidal fit has been made to the Fermi surface
of the new carriers. The fit is in all likelihood a distortion
of the true surface. Analysis beyond the data given in
Table I should await bigh-field dHvA measurements.
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Relation between Elastic Constants and Second- and Third-Order Force
Constants for Face-Centered and Body-Centered Cubic Lattices
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The symmetry properties of a lattice are used to relate the second and third order force constants to the
elastic constants of the lattice and to ascertain the number of independent force constants. Explicit relations
are obtained for a face-centered cubic lattice with™nearest neighbor interaction between atoms, and for a
body-centered cubic lattice with nearest and next-nearest neighbor interactions. Corresponding relations

are obtained for central forces in these two lattices.

I. INTRODUCTION

HE renewal of interest in the anharmonic
properties of solids during the last few years
draws attention to the problem of determining the
force constants which appear in the theory of lattice
dynamics. For the case of central forces, the inter-
atomic potential can be characterized by two parame-
ters, the well depth and the equilibrium interatomic
separation. These are determined by measurement of
the sublimation energy of the crystal and of its lattice
spacing, respectively. The force constants are then
obtained directly by differentiation of the interatomic
potential with respect to the atomic separation. How-
ever, it has been shown! that a potential, such as the
Mie-Lennard-Jones (,6) potential, does not give very
good agreement with the experimental data available
for the inert gas solids for any of the values m=10, 11,
12, 13, 14. The parameter 7 is a measure of the steep-
ness of the repulsive part of the potential well. It has
been suggested! that a third term might reasonably be
added to the Mie-Lennard-Jones potential. If this
term represents the dipole-quadrupole contribution to
the van der Waals energy, the interatomic potential
will have the form

&(r)= Ar-m+Brs+Cr,

where 7 is the interatomic separation. Since there are
now three parameters apart from # in the expression
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for ¢(r), it is necessary to have experimental data in
addition to that mentioned above in order to determine
the third parameter. Though difficult to obtain in the
case of the inert gas solids, the elastic constants are an
obvious choice for this purpose. Therefore, it seems
worthwhile to set forth here relations between the
elastic constants and the force constants. Furthermore,
in obtaining these relations we ascertain the number of
independent force constants which arise in the lattice
model under consideration.? This information is im-
portant when one is considering the possibility of
extending a nearest neighbor, central force theory to
noncentral forces, and further neighbors. It must be
emphasized that the force constants are derivatives of
the potential energy evaluated at the minimum of the:
potential energy, and that in the relations which we
obtain, the elastic constants are also appropriate to
the configuration which corresponds to the minimum
of the potential energy. Since dynamic effects are
excluded, the relations which we obtain correspond to
elastic constants at the absolute zero of temperature in
the approximation for which there is no zero-point
motion. In order to determine these elastic constants
from the experimental data, the zero-point energy of
the lattice must be taken into account and the temper-
ature dependence of the elastic constants must be
determined. This problem will not be considered here.

2 The independent force constants for fcc and bec lattices with
nearest neighbor interaction have also been obtained by G.
Leibfried and W. Ludwig in Solid State Physics, edited by F. Seitz
and D. Turnbull (Academic Press Inc., New York, 1961), Vol.
12.
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In Sec. IT we summarize the work of Leibfried and
Ludwig? and express the elastic constants in terms of
combinations of the force constants which have the
appropriate symmetry properties. In Sec. IIT we con-
sider the case of a face-centered cubic lattice with
nearest neighbor interaction and in Sec. IV we obtain
the corresponding relations for the body-centered cubic
lattice with nearest and next-nearest neighbor inter-
action between atoms. The special case of central
forces in these two lattices is set forth in Sec. V.

II. GENERAL SYMMETRY CONSIDERATIONS

In this section we summarize the work of Leibfried
and Ludwig® in which the restrictions imposed on the
force constants by the requirements of symmetry are
used to express the elastic constants in terms of appro-
priate combinations of force constants.

The energy density due to a homogeneous deforma-
tion vy is given by

1
=), CaVat+— > CuiViVa
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where V is defined by
2V ae=vartvrit 2051 0005,
and v, is defined by
rit=Xm43 0 v X,

7™ is the ith coordinate of the lattice point m and X =
is its mean position. Invariance of the energy density
under rotation of the crystal is ensured since (V) is
zero for pure rotations.* The Ciji,... are the elastic
constants and are symmetric with respect to interchange
of pairs of indices ik, jI, - -- and with respect to inter-
change of the members of a pair 1, k.
In terms of the vz, Eq. (1) becomes
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When we expand the potential energy of the lattice
&(rle?-- 1™ ---) in terms of the derivatives of the
potential, we obtain

3 G. Leibfried and W. Ludwig, Z. Physik 160, 80 (1960).

* G. Leibfried, in Handbuck der Physik, edited by S. Fliigge
(Springer-Verlag, Berlin and Géttingen, Heidelberg, 1955), Vol.
VII/I, p. 238.
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where ®;;...m0=9"®/Jr;2dr;"..., the pth-order force
constant is evaluated at the mean positions, X ®, of the
lattice points, V is the volume of the crystal and

g™ =21 viX ™

We can define quantities Siz,ji,... according to

1
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so that Eq. (3) becomes
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By comparing Egs. (2) and (4), we can express the Cix,...

in terms of the Si,.... However, for a finite lattice the

contribution to Si,... from points in the surface is of

the same order as that from the interior points, so

further constants C;,... are introduced for which the

surface effects are negligible. These constants are
defined by

2C =S 1+Sa.jn

1
=; 2 &y (X=X (X2 —X™),  (Sa)
and

2C55,rs, 5= Sk, jt,rsSi1, 10, rs

1
= Z q)ijrmnp(Xsp"Xsm) (ka—an)

V mnp
X(X2—X;m). (5b)

For an ideal lattice, translational symmetry requires
that
®;j...m00 =P, mth othee.

where h is a lattice vector, in which case the 0”
depend on the relative separation of the lattice points.
This means that the sums in Egs. (5) can be carried
out for an ideal lattice neglecting the contribution from
points in the surface. Then Egs. (5) become

2Cim=—(1/V.) X 02X X7, (6a)
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Zéij,rs,kl: - (l/Vz) an q)ijroanstanln, (6b)

where V, (=V/N) is the volume per particle of the
lattice.

Using Egs. (2), (4), and (5) and the symmetry
properties of the elastic constants we obtain the
following relations:

Cir,i=Cij it Cria— Cirji—Cradis
—Cabri+Cibir, (7)

Ciritrs= Cijoroiit Crivro,it— Citrs,st—C,rsii—Clit,rsdis
+Cit,rsbit—35[2Cik,15+Cit, ke Cos 11 0sr
+3[Ciera—Clit s 0ir

+3[Citis—Cis,1i orr.  (8)

III. RELATIONS FOR THE FACE-CENTERED
CUBIC LATTICE WITH NEAREST
NEIGHBOR INTERACTION

First of all we need to know the independent force
constants for the lattice model under consideration,
namely, for a face-centered cubic lattice with nearest
neighbor interaction.?

The second-order force constants are of two types,
®;,%° and ®;;°%, where n is a nearest neighbor lattice point
to the origin 0. When the independent components of
®,;°" have been obtained for one value of n, all other ®;;°»
are obtained by the appropriate symmetry operations
which take n over all the nearest neighbor lattice points
in a fcc lattice. Since the vector 0 is invariant with
respect to interchange of Z«, £y and =4z, the in-
dependent components of ®;;° are easily obtained.
The vector n=1=(1,1,0) is invariant with respect to
interchange of x and y and with respect to reflection in
the x-y plane. These considerations yield the independ-
ent components of ;2. The results are given in Table I.
The nearest neighbor vectors are expressed in units of
ao/2, where a, is the lattice parameter.

The restriction to nearest neighbors means that there
are only three types of third-order force constant to
consider,

P, 100, B, ;,000, and  ®;;0me,
where n and p are nearest neighbors to the origin and
to each other. The points 0, n, p form an equilateral
triangle which is typical of the close-packed structure
therefore all other ®,;;9°P are obtained by applying the
appropriate symmetry operations to the original tri-
angle. In order to obtain the independent components

TaBLE 1. Second-order force constants for fcc lattice.

n P;;0n
@ 0 0
(0,0,0) 0 @ 0
0 0 o
B M 0
(1,1,0) i B O
0 0 a1

TasiLE II. Third-order force constants for fcc lattice.

&, kOnp &y; kOnp ®,; kO np
as 8 O B2 Bz O 0 0 7
(010’0) (1;1)0) 32 ﬁ2 0 52 a2 0 0 0 Ye
0 0 v 0 0 7 e e 0

as B3 v3 f3 —vs  m3 3 8 —0s
1,0,1) (1,1,0) vs —Bs ¥ —{3 —as {3 7 vs s
Bs e —PBs & B3 vs —vs Bs —as

n p

of the third-order force constants, one must use the
symmetry properties of the ®;;...@2 -, It is clear from
their definition in Eq. (3) that the ®;;...™2" possess
the following properties:

(9a)
(9b)

‘I:'i,...m“"'_—_@ji___nmn.,
By = (— 1) g e

where » is the order of the force constant. Also, they
are invariant under translation by a lattice vector.
These properties and the considerations which applied
to the second-order force constants yield the independ-
ent components of ®,;°P and ®;;;2*?. The results are
given in Table II. It is immediately obvious from
Eq. (9b) that &,;,9% is zero.

We can reduce the number of independent constants
still further by use of the relation which expresses
translational invariance of the crystal as a whole, viz.,

> p Bijplne=0, (10)
and the requirement that the expression
> p Biidn e X 2B, 076,, 4P 005, (11)

be symmetric in &, #, which is the condition for rota-
tional invariance of the crystal as a whole.? From Eq.
(10) we obtain

> o PP =es—yo+2(Bs—735) =0, (12)
and

20 ParMP=8—Bo+2(Bs—§3) =0. (13)

The symmetry requirement Eq. (11) yields the following
relations:

for i=k=j=1, r=2:

[—astBa—2(astvs) 1Xo=2v, (14)
for i=k=1, j=r=3:

[ext28s+2v35+203]1X o= — By, (15)
for i=1, k=2, j=r=3:

[—72+285—265— 2951 Xo="1 (16)
where

00/2=X0.

Thus there are seven independent third-order force
constants.
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Using the Voigt notation, the elastic constants for a
lattice with cubic symmetry are ci11, C112, €123, C144, Ciss,
and ¢4 which we can express according to Egs. (7)
and (8) as follows:

~

C111= 011,11,11—‘3011,
A

C112= 011,22,11—‘612,

N
C123= 2012,33,12— O11.33,22+ C12,

i i (17)
144=2C12,23,13— C11,23,23— C12,
C166= 011,12,12“‘612_‘2666,
Ca456= 033,12,12—666,
and
1= 011,11“‘01,
612=2012,12— 611,22'}“61, (18)
Ca4= 622,33—61.
TFrom Eq. (6a) and Table I we find that
~V.Cuu=48:X7,
~V.Cui2=2(+B)X 2, (19)

—V.Ci2,12= 271X 2.
The Cj o1 are obtained from Eq. (6b) and Table 1T

and are as follows:
- Vzéu,u,u: —4(a—2a35)X %,
- Vz011,22,11= —2(B—4B5+ 273)X03;
—V.Crz35.12= 4(es+63) X ¢,
—V.Ch1,22,3=2(485— 20 3—7v2) X o,
~V.Cu12.10= —2 (e 4205 X &,
- Vzé'sa,m,m: —2 (72—2§3)X037
—V.Cr2,23,15= —2(e2— 2v5) X &.

(20)

Thus, we can express the elastic constants in terms of
the nearest neighbor force constants using Egs. (17)
to (20), and we obtain
— Vo= —4(0e2—20a3) X #—128:X 02— 3V .c,
—V.t12=—2(B2—4B3+2v35) X o*

—2(2v1—a1—B) X+ Ve,
—V .c125=[8(ea+85) — 2 (483 — 2 3—v2) 1X o

+2(2vi—o1—B0) X~ V.0,
—Vi6144=2 (‘lﬂs— 2?3—’)’2)X03

—2(2v1—a1—B) X+ V.0,
—V.C166=—2 (012+ 2a3)X03

-2 (271+al+51)X02 - VzC1,
—Vcass=—2(v2—2{3) X ¢ —2(a1+B1) X *— V.01

@1

The elastic constant ¢, is zero for vanishing external
stresses.
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TaBLE III. Second-order force constants for bee lattice.

n &;;0n
as Bs  Bs
(1: 1)1) 55 (27 35
5 B5 a5
az 0 O
(2,0,0) 0 B O
0 0 g

IV. RELATIONS FOR THE BODY-CENTERED CUBIC
LATTICE WITH NEAREST AND NEXT-NEAREST
NEIGHBOR INTERACTIONS

Since the body-centered cubic lattice is not a close-
packed structure, we shall take into account next-
nearest as well as nearest neighbor interactions between
atoms.

There are two types of second-order force constant
to consider,

‘Pijm and ‘I’ijos,

where 1=(1,1,1) and 5=(2,0,0). The other ®;°* are
obtained by the appropriate symmetry operations. The
invariance of 1 with respect to interchange of x, y, and
z yields the independent components of ®;. The in-
dependent components of ®;;° are obtained by requiring
invariance with respect to interchange of 4=y and =z
These results are shown in Table TIT.

Similar considerations together with the symmetry
properties of the ®;;.. 2"+ given in Eq. (9) yield the
independent components of ®;;;®! and ®;;,°%. The only
other type of third-order force constant is ®;;;°®. This
is invariant with respect to interchange of y and =.
Further restrictions on &% are obtained by the
requirement of translational symmetry, e.g.,

P15 =5 5 0= D_[&;;5],

where D_, is the operator which changes x to —ux.
These results are shown in Table IV.

The number of independent constants is further
reduced by use of the conditions given in Egs. (10) and
(11). Thus, Eq. (10) gives

S PP =7y, —Bs—as+Bs—vs—ms+{s=0, (22)
and
> p P12 =B —ve+4ys=0. (23)
TasLE IV. Third-order force constants for bcc lattice.
n P Dy;100P By;100P P,;100P

as ys s Bs Bs b Bs 814 B
(O}O:O) (1,1)1) Ba Ba 04 Y4 [« 73 Y4 N 34 ﬂ4
Bs b4 Pa s PB1 B Y4 vs oy
as 0 0 0 B O 0 0 B
(0,0,0) (2,0,0) 0 B O v 0 O 0O 0 0
0 0 B 0 0 0 Y6 0 0
() asg asg g 0 () g 0 0
1,1,1) (2,0,0) Bs vs 05 —vys e ms —ds 7ms s
Bs s vs —ds {8 ms —vs M €
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The symmetry requirement given in Eq. (11) yields the
following relations:

for n=1, i=j=k=1, r=2:
Ba—as—3as—vst+2est+ns=28:X0"; (24)
for n=1, i=k=1 j=2, r=3:
—Batds—ag—vs—20s+ns+20s=PsX07";  (25)
for n=5, i=r=1, j=k=2:
—2ve—4agt+4dys= (ar—B7) X% (26)

Thus, there are nine independent third-order force
constants. Using Eq. (6a), and Table III we obtain the
following expressions for the Cij,:
—V.Cun=4(es+an) X,
—V.Cu1,2=4(es+B81)X 7,
—V.Crz,12= 485X .
The elastic constants ¢;; are then obtained from Eq.
(18). We find that
—V.ou= 4(a5+a7)X02—|- V.cy,
- VzC12=4(265—0£5—187)X02— V.,
—V .co6= 4(0!5+57)X02+ V.1
The third order éij,rs, w are obtained from Eq. (6b),
and Table IV, and are given by
- Vzén,n,u: —4 (st 206+ 2€) X %,
—V.C1,22,1= —4(Bst+as—4Bs+3ys+ns) X &,
—V.Cro33,10= —4(8:+45) X &,
— V2611,33,22= —4(Bstas+3yst+ns—4i) X &,
—V.Cr110,10= —4(s—2e) X &,
—V.Css,12,12= — 4 (Bstas—vs—3ns) X &.
Then, using Egs. (17), (27), and (28), the following
relations are obtained for the elastic constants ¢;jx:
—V.o1u=—4 (014+ 2a6+2€8)X03
—12 (a5—|-a7)X02—3V261,
—V.110= —4(134+0!8—458+3’Ys+‘n8)X03
—4(2B5—as—Bn) X V.04,
—VC1o3=—4(28,+ 88— B1—as—3vs—ns+4{8) X ¢
+4 (Zﬁa—as”—ﬁﬂXo?— Vzcl,
— V1= —4(B4+as+373+7ls—‘4§'8)X03
'—4(2:35_0‘5_:37))(024_ Vzcly
band Vzclee = — 4 (a4— 263)X03
“‘4(2135+015+67)X02— VzCI,
—V La56= “4(64"{'0‘8_78_‘ 3”)3)X03
—4(as+B7) X' — V.01
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(28)

(29)

V. CENTRAL FORCES

For the case of central force interaction between
atoms the number of independent force constants is
considerably reduced. Since

=% Y ma ¢([rm—17|),

p(lrm—r2]) , (30)
& mir=————— =0 if mzn#p.
X moX ;29X ;P
Thus, in the fcc lattice we have
az=P3="7;=03=e3=m3={3=0, (31)
and in the bcc lattice,
ag=fs="7vs=0s= eg=13={3=0. (32)

The force constants which remain are of the form

1 3 3
Qijkmthihthth(_a(ﬁ”/(7')"—4(15”(7’)4'—545’(7’))
7 r

7

+ (X284 X 28+ X 4045)

1 1
x(—2¢"<r>——3¢'(r>), (33)
7 7

and

1 1 1
<1>1-,-°h=—Xihxjh(ﬂb"@)——w(r))——¢'<r)aﬁ, 34)
72 7 7

where 7 is the length of the vector h and ¢’(7), etc. are
derivatives of ¢(r) with respect to 7.

Using Eq. (31), the elastic constants for the face-
centered cubic lattice simplify to the following
expressions:

—V.ein= —4a: X f— 1251X02—3V201,

—Vi112=— 2,32X03—2(2’Y1—a1—31)X02+ VzC1,

—V.0125= 272X *+2(2y1— a1 —B1) X *— V.ey, (35)

— V. 14= —2v2 X P2 (271_fa1—ﬂ1)X02+ Vs,

—V 6106= — 20X *—2 (2’)/1+011+51>X02— VzCI,

—V.case= — 272X o*—2(c1+B1) X — V.01

Also, from Eq. (16) we have
—v2Xo="71;
therefore, we find that
C123==C456= "= C14.
Using Egs. (33) and (34), the independent force

constants are expressed in terms of the derivatives of
¢(r) evaluated at r=ao/V2 as follows:
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a2=i[¢w@+§<¢~@>—;qy(r))],

ﬁz=%[¢~'<r)—%(w(r)—}ﬁ'(r))],

1 1
72:772["’ -9 <r>],
(36)

1
= —;¢'(”)
b= —%(q&”(r)—l—;d;’(r)),

= _§(¢~(r)_;¢f<r>).

Then substituting these expressions into Egs. (35)
and putting —c¢;=p, the external pressure, we find
that the elastic constants are related to the force
constants of a fcc lattice with nearest neighbor central
force interaction between atoms by

1 3 9
6m=v—z[¢~'<r>—;¢“<r>—;2¢'<r>]—3p,

1 3 11
— ") ——a" () +—o’ :|+ )
C112 5 V?l:d) (7') ;¢ (”) r2¢ (") ? (37)

1 3 5
clss:ﬁ[w“(r)jw(r)—;;s'(r)]—p,

c193= — (4/rV2)¢' (r) —p.

In the body-centered cubic lattice, use of Egs. (32) in
Eqgs. (29) yields
—V.con=—4(ast206) X #— 12(as+ar) X 2— 3V .c1,
—Vt1120=—48: X —4(28s—as—B1) X >+ V.0,
—V.103= “4(254—54)}(03

+4(285—as—B1) X — V.1,
—V.t1u=—48:X #—4(285—as—B1) X *+ V.01,
—Vat166= —4auX P —4(2B8s+as+B1) X *— V.cy,
—Vitass= —48: X —4(as+B) X' — V.01,
and Egs. (22)-(26) reduce to the following:

(38)

'Y4=ﬂ4;
¥6=B6,
(Bs—a)) X =25, (39)
(85— B5)Xo=8s,
—2veXo=0a7—0r.
Then we have
C123=C456 = C166, (40)
C112== C144.
Using Eqgs. (33) and (34) we obtain
1 2 1
““=[’s’v—g"’m(')t\_@("’”(')'?’"(’))Ln’
Ba=[(1/3V3)¢""" (r) Jrr,
as=—3[¢"" (r)+(2/7)¢" () Jr=r.,
Bs=—3[¢" (r)— (1/1)¢' () Jr=r,, (41)

ag=[¢"""(r) Jr=rs,

Bo=L(1/r)¢"" ()= (1/r)¢p" (") Jr—rs,
ar=—=[¢""(r) =,
Bi=—L(1/N)¢" (r) Jr=r,

where 7; is the nearest neighbor separation and 7, is
the next-nearest neighbor separation. Finally, we ex-
press the elastic constants of the body-centered cubic
lattice in terms of derivatives of the central potential
as follows:

@'’ (r1)—

8
¢’ (r1)
\/31’1 3 (1

1
¢ — 224 (r )
R reV3

6
+2¢"" (re) ——0"' (r2)—3p,
72

1 1
cre=——¢""(r))——¢"'(r1)
3\/3 \/37’1
(42)
4 2
+——0'(r)+—0¢'(r2)+,
1’12\/3 1’22

1 1
— 11 _ e
C123 3—‘\/3¢ (r1) \/_—3_¢r1 (r1)

2 2
———¢'(r))——0'(ra) —p.
o3 (r1) o (r)—p



