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The second- and third-order elastic constants of Al and Pb are calculated as the second and

third derivatives of the binding energy with respect to the finite deformation parameter.

The

binding energy is derived from a local pseudopotential by use of second-order perturbation

theory.

It is shown that the binding energy satisfies not only the diagonal equilibrium condi-

tion, but also the off-diagonal equilibrium condition, i.e., the first derivative of the binding
energy with respect to a volume change as well as with respect to shear deformations is zero.

Accordingly, the present method of calculation is based on a stable lattice model.

The results

of the present calculation of the third-order elastic constants of Al are found to be in qualitative

agreement with the experimental data obtained by Thomas.

The complete experimental set of

the third-order elastic constants of Pb is not yet available; however, the calculated pressure
derivatives of the second-order elastic constants are in agreement with the experimental data
of Miller and Schuele. On the other hand, the method initiated by Leigh, which is based on a
rigid-band model, cannot reproduce the experimentally observed third-order elastic constants

of Al.

This is an indication that the pseudopotential method is to be preferred to the rigid-band

method as far as the calculation of second- and third-order elastic constants is concerned.

I. INTRODUCTION

In the calculation by the method of uniform defor-
mation, !=% the elastic constants are defined as
derivatives of the cohesive energy or the binding
energy of a crystal with respect to deformation pa-
rameters which specify uniform deformations of the
crystal. Accordingly, there are two problems
which enter into the calculation of elastic constants
by this method. The first is to find a proper ex-
pression for the binding energy or cohesive energy.
The second is to define parameters to specify the
uniform deformations. For a given binding-energy
expression, a relationship can be established be-
tween different sets of elastic constants defined by
different sets of deformation parameters. The re-
lationships between the Brugger elastic constants
and the Fuchs elastic constants are described by
Suzuki, Granato, and Thomas’ (abbreviated as SGT
hereafter).

In this paper, a calculation of the second- and
third-order elastic constants of Al and Pb, based
on the binding-energy expression derived from a
pseudopotential theory, will be presented and com-
pared with the previous calculation by Leigh,® who
extended Fuchs’s?) 1% calculation of elastic constants
of alkali metals to the calculation of the shear elas-
tic constants of Al.

II. FUCHS-LEIGH CALCULATION

Fuchs calculated the second-order elastic con-
stants of alkali metals from the cohesive-energy
expression of Wigner and Seitz, which consists of
three terms. The total energy E per electron is
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given by
E=E'+ E*+ EF,

where E° denotes the energy of a conduction elec-
tron in its lowest state (i.e., at rest in the lattice),
ET denotes the electrostatic interaction energy be-
tween atomic polyhedrons, and EF is the kinetic en-
ergy of a conduction electron. To a good approxi-
mation, EF for alkali metals was assumed to be
given by the expression for the kinetic energy of
free electrons,
37 (3zn%\?/®

= Tom < T) , @.1)
where & is the atomic volume, 7% is Planck’s con-
stant divided by 27, m is the free-electron mass,
and Z is the valency (1 for alkali metals, 3 for Al,
4 for Pb, etc.). The electrostatic interaction en-
ergy E” is given in terms of the lattice structure
and the effective charge Z.,,, which is determined
by the electron density near the surface of the
atomic sphere.

Leigh® extended Fuchs’s® 10 calculation of elastic
constants of alkali metals to the calculation of shear
elastic constants of Al by taking into account the
deviation of the kinetic energy ET of the conduction
electrons in Al from that of free electrons given by
Eq. (2.1). Because the number of conduction elec-
trons per atom is more than sufficient to fill the
first Brillouin zone in Al, the effect on EF due to
the Brillouin-zone distortion associated with shear
deformations was expected to be much larger than
in alkali metals. The effect of the movement of
the Brillouin zone on EF in alkali metals was con-

4007



4008

sidered to be negligible by Fuchs.

Leigh expressed EF, which is a function of mo-
mentum, in terms of four parameters which were
supposed to be consistent with experimental data on
the Fermi surface in the undeformed state, The
derivatives of EF with respect to the shear deforma-
tion parameters were calculated under the assump-
tion that E¥ changed because of the displacement
of the energy gap present at the Brillouin-zone
boundaries and because of the accompanying redis-
tribution of electrons within and between Brillouin
zones, Moreover, the energy vs momentum rela-
tionship on either side of the zone boundaries was
assumed to remain the same during the deformation.
This assumption was referred to as “the rigid-band
model” by Harrison, !

The electron density near the surface of an atomic
sphere, which was necessary for Leigh’s calculation
of the electrostatic interaction energy EX, was
another adjustable parameter, since the Schrédinger
equation for Al could not be solved to determine the
wave function and the energy of conduction elec-
trons. In addition, the bulk modulus, which re-
quires a knowledge of E® in addition to E¥ and EZ,
was not calculated by Leigh. Hence, his calculation
was limited to the shear elastic constants. As a
result, he adjusted these five parameters to the
four available experimental results, namely, the
two shear elastic constants 3(Cy, - Cy,) and C,,,
the electronic specific heat, and the width of the
soft x-ray emission spectrum,

The calculation of shear elastic constants based
on the rigid-band model was extended to magne-
sium, Bbrass, and ¢-phase copper and silver al-
loy by Reitz and Smith, 12 Jones, ** and Collins,
respectively.

When Daniels!® extended Fuchs’s calculation?s 10
of the second-order elastic constants of alkali met-
als to the calculation of the pressure derivatives of
the second-order shear elastic constants, he found
that it was necessary to assume the effective charge
Z 44 in the electrostatic interaction energy EZ to be
pressure dependent, Similarly, in the calculation
of the pressure derivatives of the second-order
elastic constants of Al and Mg, Schmunk and Smith!®
found it necessary to add one more adjustable pa-
rameter, namely, the pressure dependence of the
effective charge, to the parameters already used in
the rigid-band-model calculations of second-order
elastic constants.

Five Fuchs third-order elastic constants, which
do not contain a contribution from the volume-de-
pendent energy E°, were calculated by Thomas, !’
who extended Leigh’s procedure to the third-order
elastic constants. Starting from the same expression
for the cohesive energy as used by Leigh, Thomas
found it impossible to reproduce the experimental
Fuchs elastic constants when using the five param-
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eters which are compatible with the experimental
data on the Fermi surface of Al. Since it was im-
possible to calculate the volume-dependent energy
E° for polyvalent metals by the direct extension of
the Wigner-Seitz method, Leigh’s calculation® and
other calculations!® !* based on a rigid-band model
of polyvalent metals were limited to the calculation
of shear elastic constants, which do not contain con-
tributions from E°, Furthermore, there was no way
to check whether the calculation was based on a
stable model of the crystal lattice.

III. PSEUDOPOTENTIAL CALCULATION

A. Binding-Energy Expression

In pseudopotential theory, 1*~2! the energy E(k) of
a conduction electron as a function of momentum k
is calculated by second-order perturbation theory,
whereas in the Fuchs-Leigh calculation E(E) was
expressed in terms of adjustable parameters. The
energy of a conduction electron in a perfect crystal
is given by

k+ ﬁlwlm(ﬁltglﬁwuﬁ)
#2/2m)(R® - k+q1%3)

(3.1)

E(E):iZ;:: + (k| wl‘1§>+2' ¢

where the summation extends over all the recipro-
cal-lattice points § except the origin. The matrix
element of the screened pseudopotential between two
plane waves (k+§lw |K) is obtained from the matrix
element of a bare ion pseudopotential (k+§|w, k)

by use of a dielectric function. The total energy of
the conduction electrons is obtained by summing the
above expression for E (k) up to the free-electron
Fermi surface and subtracting the electron-electron
interaction energy. [The electron-electron interac-
tion energy is counted twice when we perform the
summation with respect to E, since E(ﬁ) represents
the energy of an electron in the field of ions and
other electrons. ]

The total binding energy E of the crystal is ob-
tained by adding the electrostatic energy between
positive ions to the total energy of the conduction
electrons. The expression for the total binding en-
ergy thus obtained is rewritten as a sum of three
terms, the free-electron energy E,, the electro-
static energy E,, and the band-structure energy E,.
The free-electron energy E; (per ion), which in-
cludes the exchange and correlation energy, is de-
fined as follows:

3 n? 31T22>2/3 0.916 &2
EI_Z{IO m( Q T 2r,

2 4
B _ me-v >] me
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(3.2)
Here e is the electronic charge and 7 is given in terms
of the atomic volume § and valence Z by

tmi=0/z. (3.3)

Every quantity in Eqs. (3.2) and (3. 3) is expressed
in cgs units. The free-electron energy E, is de-
pendent solely upon the atomic volume.

The electrostatic energy E, is the classical elec-
trostatic energy of a lattice of positive point charges
Ze imbedded in a uniform background of compen-
sating negative charge, The electrostatic interac-
tion energy ET in the Fuchs-Leigh calculation is
equal to the same electrostatic energy E, (with Z
= Z¢4y) minus the electrostatic energy of the atomic
sphere. Hence, although E, is not equal to EZ, the
derivatives of E, and E* with respect to volume-
conserving shear deformations are equal.

The band-structure energy E, is derived from the
second-order perturbation term of Eq. (3.1), with
care taken to count electron-electron interactions
only once. E; is given as a summation of an energy-
wave-number characteristic F(g) over all recipro-
cal-lattice points except the origin:

Ey=21"F(Q) . (3.4)
q
In the present paper, a simple local pseudopoten-
tial, which corresponds to the local part of the
Heine-Abarenkov-Animalu?2~% model potential
wy(N==2ZE/r (r>7v,)
= UO (3. 5)

is used together with both the Hubbard-Sham and
Hartree dielectric functions to calculate the band-
structure energy E; and the last term of the free-
electron energy E;. From this potential, we obtain
the energy~wave-number characteristic

'n [__(477262 . 47rU;21'c>

r<rv,) »

F(q) = 877629 qz cosq7,
47U, . 21-€(qr
+ ———°-q3 smqrc] ————L—E—€ (q(qk y ) , (3.6)
s VR

where ¢= 14!, and % is the radius of the free-elec-
tron Fermi sphere,
kp=B77Z/Q)'/3 @.7

€(q, kr) represents either the Hubbard-Sham dielec-
tric function®®
+ 1)

1+7
1-7

2 2
g(q,kr)=1+ e (1 !

2mkp BEP\ 21
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7
X<1 2172+%+1/1ra0kF> , (3.8)

or the Hartree dielectric function, which is obtained
from the above expression by replacing the last
factor by unity. Here, 7=¢q/2ky and q, is the Bohr
radius. The last term of the free-electron energy
E,, calculated from the pseudopotential of Eq. (3.5),
is given as

- 21N\ .
/"F <k wy+ 2 lk>d3k/ %
] 4 0

(Vo 7% + 32 72) .

o|%

(3.9)

By combining the free-electron energy E,, the
electrostatic energy E,, and the band-structure en-
ergy E;, we obtain the expression for the total bind-
ing energy per ion. i

In this paper, the equilibrium conditions for Al
and Pb were checked by taking the first derivatives
of the binding-energy expression with respect to
diagonal as well as off-diagonal components of Mije
The second and third derivatives of the binding-en-
ergy expression with respect to both the diagonal
and the off-diagonal components of the finite defor-
mation parameter, i.e., the complete set of sec-
ond- and third-order elastic constants, were cal-
culated by the same method as used by SGT in the
case of the alkali metals. Since the alkali metals
are cubic, there are six independent third-order
elastic constants; however, only three independent
relations (i.e., the pressure derivatives of three
second-order elastic constants) have been mea-
sured'®» =28 experimentally. The complete set of
third-order elastic constants of Al has recently been
measured by Thomas.? The experimental data for
Al give the first complete check of a calculation of
third-order elastic constants based on a pseudopo-
tential method.

B. Equilibrium Condition for the Binding-Energy Expression
1. Equilibvium Condition with Respect to Nyi;

Because the expression for the volume-dependent
free-electron energy E, contains the approximate
expression for the correlation and exchange energy,
the entire expression for the binding energy does
not necessarily have a minimum at the observed
electron density or lattice spacing. In the expres-
sion for the binding energy proposed by Ashcroft
and Langreth®® and also used in SGT, the equilibri-
um condition with respect to uniform expansion of
the lattice was forced to fit the observed lattice
spacing by adjusting the last term of the free-elec-
tron energy E, given by Eq. (3.2). Hence, the ex-
pression for the binding energy contained one addi-
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tional implicit parameter besides the adjustable
parameter in the assumed pseudopotential. Further-
more, the expression for the binding energy was not
entirely consistent with the assumed pseudopoten-
tial. In this paper, however, the last term of the
free-electron energy is directly calculated from the
pseudopotential [Eq. (3.9)]. For each value of the
core radius used, the depth of the well U, is chosen
so that the present expression for the binding energy
is minimum at the observed atomic volume (ex-
trapolated to 0 °K). In Table I, the values of the
two parameters in the assumed pseudopotential are
shown, together with the binding energy and the
three second-order elastic constants calculated
from the pseudopotential with the corresponding pa-
rameters. Also shown in Table I are the observed
values of the binding energy and the linearly extrap-
olated values (to 0 °K) of the observed second-order
elastic constants of Al and Pb. %023 In the case of
Al, the choice of the parameters 7»,=2.2 a.u, and
Up=—1.62 a.u. (with the Hartree dielectric func-
tion) or Uy=~-1.58 a.u. (Hubbard-Sham dielectric
function) in the pseudopotential reproduced the ob-
served binding energy and the three second-order
elastic constants reasonably well at the observed
lattice spacing. In the case of Pb, it is found that
the calculated binding energy never becomes larger
than the observed binding energy. The choice of
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7,=1.60 a.u. and Uy=~-1.70 a.u. (with the Hartree
dielectric function) or Uy=-1.67 a.u. (Hubbard-
Sham dielectric function) reproduced the best pos-
sible values of the binding energy and the three sec-
ond-order elastic constants at the observed lattice
spacing within the framework of the present calcula-
tion.

It is noticed that the values of the parameters in
the pseudopotential thus determined are rather close
to those adopted by Animalu et al.3? in their local
pseudopotential calculation of the phonon dispersion
curves. They have chosen their values from the ob-
servation that the orthogonalized-plane-wave (OPW)
form factor calculated from the local pseudopoten-
tial is a good approximation to the OPW form factor
calculated from the Heine-Abarenkov-Animalu model
potential for |q| <2k, and converges quickly to zero
for gl >3k Accordingly, the convergence of the
summation of the energy-wave-number characteris-
tic, as well as its various derivatives, is also found
to be very fast. The summation over the recipro-
cal-lattice points 14| < 3k is sufficient to ensure
numerical accuracy of 1%.

2. Equilibrium Condition with Respect to M;; (i #5)

Next, we have to show that our expression for the
binding energy also satisfies the equilibrium condi-
tion with respect to shear deformations, i.e.,

TABLE I. Parameters in pseudopotential, binding energy, and second-order elastic constants.
Observed
Calculated (extrapolated to 0 °K)
Calculated Observed second-order second-order
Core Depth binding binding elastic constants elastic constants
radius of well energy energy C“ ciZ C44 Cu 012 C“
7. (a.u.) Uyla.u.) (10" erg) (10" erg) (101 dyn/cm?) (101 dyn/cm?

1.8 -1.77 10.03 9.88 7.84 4.71
Al 2.0 -1.71 9.95 9.65 7.55 4.58
Hartree 2.2 —-1.62 9.76 9.22 6.93 4.47
2.4 -1,51 9.48 9.40 6.29 4.98
2.6 —-1.41 9.17 11,28 6.31 6.60

9.06 11.70 6.26 3,.26%
1.8 —-1.67 9,63 11,67 8.83 6.25
Al 2.0 —106481 9.58 11.52 223 g.zf

2.2 -1.5 9.50 .53 8. .

Hubbard-Sham 2.4 ~1.49 9.35 11.77 8.03 6.98
2.6 -1.41 9.16 13.01 8.02 8.33
2.0 -1.49 13.43 8.40 5.92 4.34
Pb 2.2 -1.68 13.63 7.98 5.85 4.10
Hartree 2.4 -1,70 13.70 7.98 5.87 4.09
2.6 -1,67 13.67 7.94 5.79 4.11
2.8 -1.61 13.51 8.12 5.72 4.33

15,77 5.27 4.24 1,96°
2.0 —-1.45 13.36 10.12 6.91 5.87
Th 2.2 -1.64 13.64 9.79 6.94 5,50
2.4 -1,67 13.67 9.72 6.94 5.42
Hubbard-Sham 2.6 -1.65 13.62 9.74 6.91 5.48
2.8 -1.60 13.51 9.94 6,87 5.76

2G. N. Kamm and G. A. Alers (Ref. 30).

bp, L, Waldorf and G. A, Alers (Ref. 31).
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8E/omy;=0 (i #5).
Because the free-electron energy E, is solely de-
pendent on the volume of the crystal,

oB, _8EQ) B
U dv  any,

The derivative of the relative volume change v with
respect to the off-diagonal component of the finite
deformation parameter is always zero:

v

my 0
Hence, the free-electron energy E; satisfies the
off-diagonal equilibrium condition, i.e., 9E, /o7, ;
=0 (7 #4).

The electrostatic energy E,, which is a central
interaction term, can be written as a summation of
pairwise interaction energies W, which depend
solely on the distance or, equivalently, the square
of the distance between two particles, 72, Hence,

(i +7) .

PE, |1 5 aW0®) 1 5 W% or?
My 2 o My, T2 ar2 any;y :
particles

The derivative of the square of the distance is given
in terms of the coordinates #; before deformation as

ar?

—— =20, Ny .

gy g LY
Accordingly, if every particle in the crystal is lo-
cated at a center of symmetry, as in the case of Al,
the first derivative of the summation of the pairwise
interaction energy W is zero. Hence,

9E. L
—67:_ =0 (i#7) .

The energy-wave-number characteristic F(g, ky)
derived from a local pseudopotential is a function
of the magnitude of the reciprocal-lattice vector ¢
and the radius of the free-electron Fermi sphere
kr. Hence, the derivative of the band-structure
energy E; with respect to 7;; (i #§) is given by33

OB 50 (2 20, OF Ok
My 4 d9q omy; Okp 9Ny

Here, the derivative of the radius of the free-elec-
tron Fermi sphere with respect to the off-diagonal
component of the deformation parameter is zero
because it is dependent solely on the total volume of
the crystal. The square of the magnitude of the re-
ciprocal-lattice vector, g%, is given in terms of the
primitive reciprocal-lattice vectors g, g, and g,
of the simple cubic lattice such that

3

2
mym;8i8y »
1i=1

q*=

D’Jm

-
[
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where m,;, my, and m, are integers chosen so as to
represent a bece lattice in reciprocal space, if the
real lattice under consideration is fcc (e.g., Al and
Pb) or vice versa. It is shown in the Appendix that
] ] ]

. B1817 5 £287 50— £8=0 (@#)).
i3 i M

an an

Hence, we obtain
OB, s OF 1 8
Mij  my,mymg 24 29 My

X(2my My 81 8o+ 2My My 82 83+ 2Mygm 1 g3 84).

The origin of the reciprocal lattice of bee or fee
structures is a center of symmetry. Accordingly,
the first derivative of the band-structure energy
with respect to the off-diagonal component of the
finite deformation parameter 7;; (i #5) is zero. In
summary, the binding energy E, which consists of
three parts, the free-electron energy E,, the
electrostatic energy E,, and the band-structure en-
ergy E;, satisfies the off-diagonal equilibrium con-
dition

OF

PE
o, (@E+3)

for fcc and bee structures.
C. Elastic Constants

The second- and third-order elastic constants of
Al and Pb were calculated for the values of the pa-
rameters shown in Table I. The second- and third-
order Fuchs elastic constants, which are deriva-
tives of the binding energy with respect to the de-
formation parameters v, €;, and ¥; (i=1,2, or 3),
were calculated and then related to the Brugger
elastic constants by methods discussed in SGT.
The second derivatives of the electrostatic energy
E, for bee and fce structures were calculated by
Fuchs, and the third derivatives for these struc-
tures were calculated by Cousins® and also by
Suzuki and Granato. The derivatives of the band-
structure energy E; were calculated by summing
the derivatives of the energy—wave-number char-
acteristic F(g) up to the 5th neighbor of the recip-
rocal lattice instead of the 76th neighbor as in SGT;
the summation is reduced because of the improved
convergence of the energy~wave-number charac-
teristic u§ed in the present calculation.

The Brugger third-order elastic constants of Al
and Pb, calculated with the parameters which best
reproduced the binding energy and second-order
elastic constants, are shown in Tables II and III.
The experimental third-order elastic constants ob-
tained by Thomas?® are included in Table II, As
far as the present author is aware, this is the first
case where pseudopotential calculations of the third-
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TABLE II. Third-order elastic constants of Al TABLE III. Third-order elastic constants of Pb
(102 dyn/cm?). (102 dyn/cm?).
Hartree Hubbard-Sham Hartree Hubbard-Sham
r.=2.2a.u. re=2.2a.u. re=2.4a.u. r.=2.4a.u.
Uy=-1.62a.u. Ujy=—1,58a.u. Experimental® Uy=—-1.70a.u. Uy=-1.68a.u.
Ciyy -6.86 ~7.66 ~10.76+0.30 Ciny —-5.47 —6.24
G -3.22 -4.19 ~ 8.15:0.10 Cia -3.16 —3.82
Cia3 1.42 1.45 + 0.36£0.15 Ciz3 0.72 0.86
Ciu 0.49 0.58 ~ 0.23+0.05 Ciu 0.41 0.43
Cigs -3.47 —4.54 ~ 3.40+0,10 Cies -3.23 —4,05
Cuss 0.92 0.73 ~ 0.30%0.30 Cuss 0.61 0.46

2Experimental data at 25°C by J. F. Thomas, Jr.
(Ref. 29). Strictly speaking, calculated values should be
compared with the linear extrapolation of experimental
data to 0°K. However, experimental data on the temper-
ature dependence of the complete set of the third-order
elastic constants are not available at present.

order elastic constants can be compared with the
experimental data; however, a forthcoming work

by Naimon et al. % will present comparisons of the-
ory with experiment for the third-order elastic con-
stants of Mg. The results of the present calculation
reproduce the qualitative features of the observed
third-order elastic constants, including weak Cauchy
relationships.

The pressure derivatives of the second-order
elastic constants of Al and Pb, determined from the
calculated third-order elastic constants, are also
presented in Tables II and III and compared with the
linear extrapolations (0 °K) of the observed values
of the pressure derivatives of Al (Ho and Ruoff®")
and Pb (Miller and Schuele”) in Table IV. The com-
plete set of third-order elastic constants of Pb is
not yet available experimentally. On the basis of
the agreement for the pressure derivatives, it can
be conjectured that the calculated values of the third-
order elastic constants of Pb shall be at least quali-
tatively in good agreement with the future experi-
mental data.

IV. SUMMARY AND DISCUSSIONS

The second-order elastic constants of some of the
simple metals, including alkali metals and Al, were
previously calculated from the rigid-band model.
Because the dominant contribution to the second-
order elastic constants of alkali metals comes from
the electrostatic energy, it may be argued whether
or not a pseudopotential calculation is more valid.
However, the calculation of the second-order shear
elastic constants of Al and other metals based on the
rigid-band model could not be completely checked
with experimental data. The number of independent
experimental parameters available at the time the
calculations were carried out was not substantially
larger than the number of adjustable parameters in
these calculations.

The complete set of the third-order elastic con-
stants recently measured by Thomas? clearly sup-
ports the pseudopotential interpretation. The fail~
ure of the rigid-band model to explain the three
Fuchs elastic constants 8°E/ o2 o¢,, 6°E/0€, 3/},
and 8°E /8y, 9y, 9y, indicates the inadequacy of this
model; these third derivatives conserve volume
and, in contrast to those derivatives which describe
changes of the second-order elastic constants with
pressure, do not allow for the introduction of addi-
tional adjustable parameters into the rigid-band
model.

In this paper, it has been shown that (i) the ex-
pression for the binding energy, which is based on
a local pseudopotential, satisfies not only the di-
agonal equilibrium condition but also the nondiagonal
equilibrium condition and (ii) the derivatives of the
same expression with respect to deformation pa-
rameters reproduce reasonably well the experi-
mental data of the second- and third-order elastic
constants of Al and the second-order elastic con-
stants and their pressure derivatives of Pb, with-
out introducing any additional parameters besides
those used in the expression for the binding energy
itself. The procedure adopted in this paper to sat-
isfy the diagonal equilibrium condition is found to
have another advantage besides the formal consis-
tency discussed in Sec. IIIB1. Although the pro-

TABLE IV. Pressure derivatives of second-order
elastic constants.

8C’'®*  BCw 9B*®
p a op

Hartree 0.74 1.60 3.37

Al Hubbard-Sham 0.55 1.78 3.52

Experimental® 1.63 2.22 4.57
(extrapolated to 0 °K)

Hartree 0.514 1.86 3.89

Pb Hubbard-Sham 0.446 2.02 3.88

Experimental® 0.216 1.80 5.28

(extrapolated to 0 °K)

3C’ =3(Cy1=Cyy), B=3(Cyy+2Cyy).
PP, S. Ho and A. L. Ruoff (Ref. 37).
°R. A. Miller and D. E. Schuele (Ref. 38).




3 SECOND- AND THIRD-ORDER ELASTIC CONSTANTS...

cedure in SGT reproduced reasonable values of the
second- and third-order elastic constants of Al, it
has failed for Pb. However, the procedure pre-
sented in this paper reproduced the second-order
elastic constants and their pressure derivatives of
both Al and Pb with the same number of adjustable
parameters as in SGT.

The qualitative success of the present calcula-
tion for Al and Pb based on a simple local pseudo-
potential indicates that this approach is more prom-
ising in predicting elastic constants than is the
rigid-band model. It is expected that the accuracy
of the pseudopotential calculation will be improved
with use of a nonlocal pseudopotential., If a non-
local pseudopotential is used, the positive ion charge
Z in the electrostatic energy E, cannot be exactly
equal to the valence, and the orthogonalization hole
must be taken into account, 3

The use of the Hubbard-Sham dielectric function
did not produce any definite improvement of the
results obtained from use of the Hartree dielectric
function. However, it has to be investigated wheth-
er the new approach to the problem of correlation
and exchange proposed by Shaw and Pynn*® improves
the calculation of the third-order elastic constants
of simple metals.
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APPENDIX
The proof that
——-q-**—a—"’————a—"’—o(i#')
om;, 2181 an g2°82= on,, 83+ 83 7

is given as follows. The primitive recriprocal-
lattice vector of a simple cubic lattice g, (g, or g;)
is given in terms of the primitive lattice vectors
of the simple cubic lattice 7;, T,, and T;:

- FoX T
= - (7, sz)

4013

Hence, we obtain

2 (Tp - To) (s - o) = (F - 7o) (75 - Tz)

(7, - (FaxTy)

g, - &= (2n)

The derivative of the denominator of this expression
with respect to the off-diagonal component of the
finite deformation parameter 7,; is zero:

9 . >
% [F) - (FoxTy)?=
F, » (F,xT,) represents the volume of the unit cell
of a simple cubic lattice, and the derivative of the
volume with respect to the off-diagonal component
of the finite deformation parameter is zero. The
derivative of the numerator is given by

5o (s By - ) = Gy 7) s - 7))
5

= (T, '?25 m.. (T3 + T3)+ (T '73)

9
(Fy-72)
7]

- 73) (3 cTy) = (T - 72) (' - T);

(f, . 7;) and (f; - 7,), however, are zero by defini-
tion. Furthermore, by use of the relation which
gives the change of the scalar product of two vec-
tors A(Al, Ay, Ag) and B(Bl, B,, B,),

AA.B=22, AB, Ny,

ky1

we can see that

9 - 9 -
— (T Ty)=—— (T3 + Tp) = i #7) .
an,, (’2 3) ., (-.3 2) 0 (i#5)
Accordingly, we have proved that

9. o =0 (i4
anjgl'gl" l*])-
By permuting indices, we also have

o . . 8. .
—— B, e Bo= —— Ta o Fa=0 (i#7).
oy, G2 8= gy BeEe=0 (%))
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