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The lattice dynamics of isolated H and D interstitial ions in Al have been calculated with the
initial aim of establishing the local mode frequencies. Kohn-Sham nonlinear screening was used
for the H,D potentials, anharmonic effects due to the large interstitial motion were accounted
for within a quasiharmonic approximation, and the relaxations of the Al neighbors of an inter-
stitial were also included. The calculations were carried out for both the octahedral and
tetrahedral interstitial sites, and they predict a local mode frequency well separated from the Al
phonon frequency, with the possible exception of octahedral D. Small, but not negligible,
anharmonic effects are predicted. These show up very strongly in the calculation of the changes
in T, due to low concentrations of interstitials ( <1%). A definite inverse isotope effect is

predicted if it is the octahedral site that is occupied, whereas only a very weak isotope effect is

predicted for the tetrahedral case.

I. INTRODUCTION

The introduction of large quantities of interstitial H
and D into Al films, via ion implantation, produces
dramatic increases in the superconducting transition
temperature, 7.."2 An H concentration in the region
of 200 at.% (i.e., AIH,) produces an increase in 7,
from 1.18 to 6.75 K,! whereas 30 at.% H produces a
T, of 5.95 K with 30 at.% D giving 5.7 K.2 However
superconducting tunneling into such films has not yet
yielded any evidence of a high-frequency impurity
band due to either H or D.2 Instead the presence of
the interstitials enhances the longitudinal phonon
peak in the tunneling characteristics. Kus and Car-
botte® have shown that this could be due to a high-
frequency contribution to o’f(w). although the pos-
sibility of a resonance around the Al longitudinal
peak could not be ruled out.

This suggests a theoretical investigation of whether
a high-frequency peak should be expected. A first
step, which is taken here, is to calculate the effect of
a low concentration of interstitials. This is motivated
by the assumption that the frequency of any predict-
ed local mode indicates the approximate position of
an impurity band formed at much larger concentra-
tions. This neglects the possibility of significant con-
tributions from the long-range interactions between
the interstitials and from any volume change due to
the presence of the interstitials.

Calculations for this system are simpler than those
for the highly investigated transition metal-H sys-
tems* in that a simple pseudopotential can be used
for the host crystal potential and band-structure ef-
fects are not so important. This relative simplicity
means that we have been able to make predictions
about the effects due to the introduction of the inter-
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stitials using only experimental information about the
host material. The evaluation of the phonon Green's
functions required the Al phonon dispersion curves
and this same information was also used to deter-
mine the parameters in the Al pseudopotential. The
potential for the interstitial ion was taken from calcu-
lations® that used a Kohn-Sham nonlinear screening
approximation.® The resulting interstitial-Al potential
could then be used to calculate the interstitial-Al
force constants using a self-consistent quasiharmonic
approximation’ to allow for anharmonic effects. This
is to be contrasted with the simplified anharmonic
perturbation theory so far used for Pd-H,D.® Having
such a potential we were also able to investigate the
consequences of the relaxation of the Al neighbors of
an interstitial ion.

We have calculated the dynamics of the AlI-H,D
system with the Al ions assumed static and free to
move. As we also wished to calculate the effects of
the interstitials on the electron-phonon function
o’ f(w) we have used a procedure that does not
eliminate the host-lattice sites.® This contrasts with
the method used by Lottner er al.'® to describe the
motion of H in Nb, V, and Ta. Section II of this pa-
per describes the theory used for the interstitial
dynamics as well as for the anharmonic corrections
and relaxation. The numerical results are discussed
in some detail in Sec. III.

One interesting feature of the Pd-H,D system is
the occurrence of an inverse isotope effect for T..
This is thought to be anharmonic in origin, either
directly via the lattice dynamics as proposed by
Ganguly'! or indirectly through modifications to the
electronic structure.'> To this end we have investi-
gated the effects of low concentrations of H or D on
the value of T, using the results of the dynamical cal-
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culations described in this paper. The approximate
weak-coupling theory for 7, which includes the effect
of the washing out of electron-phonon anisotropy is
described in Sec. IV A along with the details of the
calculation of o?f(w). The numerical results are
analyzed in Sec. IV B where we see that, indeed, our
results do predict a significant isotope effect for oc-
tahedral interstitials.

The question as to which kind of interstitial site is
occupied by H and D ions has not yet been fully
answered. Early theoretical calculations® indicate that
it is the octahedral site that is occupied. However, a
very recent calculation by Larsen and Norskov!?
favors the tetrahedral site. Channeling experiments'*
indicate that the interstitials are at tetrahedral sites,
possibly associated with a vacancy. However, the in-
terstitial concentrations were not indicated. The tun-
neling results' that claim a 200 at. % interstitial con-
centration also indicate, that at least at large concen-
trations, the occupied site is the tetrahedral one. Be-
ing originally based on the earlier calculations this pa-
per gives more details for the octahedral site but all
the calculations have been done for both.

II. THEORY FOR LATTICE DYNAMICS
A. Interstitial-aluminum potential

The inclusion of a proton within an electron gas
produces large changes in the electron density that
linear screening approximations do not describe in a
reliable manner. A suitable nonlinear theory for cal-
culating these changes is that of Kohn and Sham.®
With this density functional theory it should be possi-
ble to calculate directly an ion-ion interaction of the
kind required here. However such a calculation
would be rather complicated with the ion-ion separa-
tion entering both the kinetic- and potential-energy

(V(l_i(l.l')+ﬁ(1)-—'ﬁ(l')))=[(211)3detQ(I,I’)]"/2fdJuV(ﬁ(I,l’+ﬁ))exp[—

The matrix D (/') is the thermal average
Dog(h1") = (Lua(D) —u (I Nug(D —ug(iN]l)yr  (5)

calculated in the harmonic approximation and (/) is
the displacement from equilibrium.

As the interstitial motion can be expected to dom-
inate D (/,I'), and this motion should be isotropic, we
have simplified our calculations by replacing D (/,I)

by its isotropic average D. If R(/,!') is taken to be
J

terms.'> Further, such a calculation would require a
similar treatment of the charge cloud around the
aluminum core. Such calculations are only just
becoming available.'®

Instead we have resorted to the pseudopotential
result

V(R)==Z/R +U(R) , )

where Z is the charge on the aluminum ion and
U(R) is electron-ion contribution

UR) = [ n(R-Dw(® d*r

=(—2—11;-)—;fn(q)w,“(q)e"‘7'“dq . 7))
However instead of using linear screening to calculate
the electron density » (T) around the interstitial ion,
we have used the results of the nonlinear theory re-
ferred to above. For the Al pseudopotential, wa,(r),
we have used a local form of the Heine-Abarenkov
potential

—ZA/R, . r<R, .

walD=1_ 2R SR, . @)

B. Self-consistent harmonic
approximation

The large vibrational motion expected of the light
interstitial ions indicates that the above potential
should not be used to construct just a harmonic
Hamiltonian for the system. Instead anharmonic ef-
fects should be taken into account. To do this we
have used a renormalized harmonic Hamiltonian'’
following the prescription of Gillis er al.” Thus the
potential ¥ (R(/) —R(/")), between an interstitial and
an alumingm ion whose equilibrium positions are at
R(/) and R(1'), is replaced by

U'Q(I,zl’)"-ﬁ‘] _ @
'along Ox then
Dog(1I") =D (1,1') 8,5
with
D(L1") = $[Da(11) +2D,,(11)] . (6)

Our numerical results indicate that Dy and D,, differ
by less than 20% with the major difference coming
from the correlation functions for displacements on
different sites. Hence we can now write

(VR +TD) =Ty =[2aD (11732 fd3u VR(LI') +T) e~ 2Dl

==fd3qV(q)e‘ﬁ"-""'z/’e’?‘—“"’-"’ . )
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In our calculations the average of the Coulomb
term was calculated in real space and the electron-ion
term U(R), in @ space.

C. Relaxation

The inclusion of interstitial ions within the Al lat-
tice can be expected to cause changes in the equilibri-
um positions of the neighboring Al ions. We have
calculated the values for these relaxations using the
method of lattice statics.'® This requires that the po-
tential energy of the lattice be minimized with respect
to the relaxations A(/) from the pure Al positions,
RO,

Hence if the lattice potential energy is

(Vy=3 3 (VR +T() —TU)) (8)
1=
with

R(LID=R%ND+A( —R°(/") A
then we must set
d{(V)/dA, () =0

to give

5 e o
(3o ® ("’)+A('))>+5<¢>aﬁ(u))AB(/) 0
9

The interstitial ion has been taken to be at R(/). The
renormalized force-constant matrix should be evalu-
ated at the relaxed positions. This requires the itera-
tion of Eq. (9). The matrix manipulations required
by this method follow naturally from those required
in the dynamical calculations (see next section).

D. Lattice dynamics

With the determination of the force constants
between the interstitial ion and the Al ions at their
relaxed positions, the calculation of the dynamics is a
straightforward procedure.

1. Static lattice approximation

An estimate of the local mode frequency of an in-
terstitial ion can be obtained by neglecting the motion
of the Al host lattice. Due to the cubic symmetry of
the crystal the Coulomb term in Eq. (1) makes no
contribution to this frequency.

The local mode angular frequency w, for an inter-
stitial ion at R(/) is then given by

,_ 1 9’ =
w/_=7/17 ;E;TU(R(II))

6M'n'2 2 quq singR,(U(q)) . (10)

where R, is the distance of the nth shell of the Al
ions from the interstitial ion, there being N, ions in
the shell. A convenient check on the convergence of
this real-space sum is given by converting to recipro-
cal space. Then

iH_-R(G)

SHHNUH ) an

wi=—

3MQ

where the ﬁ,, are reciprocal lattice vectors and € is
the volume per Al ion.

The scheme for determining the potential used in
Egs. (10) and (11) is completed by using the zero-
temperature result

D= (ud(i))= 12)

2M0)1_

With an initial guess for w; we are in a position to
iterate Eq. (7), (9), (10), or (11) through to conver-
gence.

2. Dilute t-matrix approximation

The more elaborate procedure that allows for the
motion of the host lattice has been long established.’
Hence, we will give just a summary of the main
results.

The displacement-displacement correlation
(ua(Dug(l')) can be written in terms of the
displacement-displacement Green’s function,

Gaﬁ( //IZ,O))

’ __ﬁ_ *
(ualDug(1)) =L [ corn

0

%llmGaB(l,I';w)dw .

(13)

It is the imaginary part of the Green’s function
evaluated just below the real axis that is used in Eq.
(13). As we are only interested in the correlation
function at very low temperatures the coth function
can be replaced by unity as B=#/kgT — .

The Green’s function G for the real system of the
interstitial ions coupled to the host ions, is related to
that for the so-called unperturbed system of the in-
terstitial ions uncoupled from the host ions P via the
equation

G=P+PCG . (14)

where C contains the changes in the force constants
due to presence of the interestitial ions. Here

Pl w)=—— EoJ(q)O“h(q)e"‘ do(”)P (T, w)

NM
(15)
Pi(T, 0) =lw’— o} (@]

is the Green’s function for the unperturbed Al crystal
which has N ions of mass M at sites R°(/). ,()
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and @,(Q) are the eigenvalue and eigenvector of the
phonon mode j of wave vector §. The unperturbed

Green'’s function for an interstitial ion of mass M, at
l—i,' is

Pag(il) = (1/M;w?)84p - (16)

In the dilute limit, when the defect spaces of indi-
vidual interstitial ions do not overlap, the matrix C
can be written as

C,,,,(/,/')=ZC:',,,(I,I')=2<¢:.,,(/,.I,-’)> , an

where /,,/; are confined to the defect space of the ith
interstitial ion. The @' couple just the interstitial and
host atoms, and no changes in the force constants
between the host ions were taken into account.

For very low concentrations of interstitial ions a sat-
isfactory solution to Eq. (14) that is suitable for our
purposes is’

G=P+P3TP , a8)
where the ¢ matrix for /th interstitial is
Ii=gi(l__&i)—] . (19)

To obtain the displacement-displacement correlated
functions needed to calculate the self-consistent har-
monic potential, Eq. (18) was itself simplified further
by including just one interstitial in the crystal.

In order to invert the matrix in Eq. (19) it is neces-
sary to transform to the irreducible representations of
the symmetry group of the defect space. This was
done by using the transformation matrices!® ¢ via

2 lllmx(li)czp([,',[il)l#g’x(l,")= :b . (20)

ag.ll)

Here A labels the row of sth representation which
may appear more than once (label a). Using the
tables given by Maradudin® the y matrices can be
readily formed for the cases of interest here.

(i) For an interstitial at an octahedral site,
(lza,%a,%a), in an fcc lattice (a being the lattice
constant) the nearest Al neighbors are located on a
simple cubic (sc) lattice and the next-nearest neigh-
bors are on a bce lattice. Hence if just nearest neigh-
bors are taken into account, the matrices in the de-
fect space reduce according to

Ag+Eg+ T+ Ty +3T,+ Ty .
Including the next-nearest neighbors gives
241, +2E, +2T 1, +3Tyu + A3y + E, +5T, +2T,, .

(ii) For an interstitial atom at a tetrahedral site,
(la,la,la) taking into account just the nearest
19747
neighbor gives

A\ +E+T,+3T, .

The local mode frequencies are found by looking for
zeros in the denominators of the 7 matrices of the
different irreducible representations.

This use of symmetry also simplifies the relaxation
calculation for the relaxation of ions that are within
the defect space. The forces producing the relaxation
(5 V') are all radial so only the 4, or A, representa-
tion is needed. Further, the full-force-constant ma-
trix (@) is given by the zero-frequency limit of
—G7"in the one interstitial limit. Hence Eq. (9) has
the form

Ai=3Gu(TV); (1)
b

with s =4, or A, as appropriate.

Hence we have a complete scheme of proceeding
from an initial guess for D to calculate (¥), then to
the relaxations and the (®)’s and finally via the
Green’s functions to the displacement correlation
functions and D.

III. RESULTS FOR THE INTERSTITIAL DYNAMICS

We must first describe our input data. As it was
readily available we used the tabulated n (r) as calcu-
lated by Popovié et al.’ for a unit charge in an elec-
tron gas of density appropriate to that of Al.
Although improved solutions of the Kohn-Sham
theory have been described,?' they result in very
small changes in 7 (r) at the values of r that are of
interest here. The parameters for the Al pseudopo-
tential were taken from a fit, due to Brovman and
Kagan,?? to the measured phonon dispersion curves.
Their fit corresponds to R,, =1.213ay,4 =0.182.
The Al Green’s functions were calculated in the usu-
al manner by first calculating the imaginary parts and
then using a Hilbert transform to obtain the real
parts. The sums over k were handled using the
methods of Gilat and Raubenheimer?® and Al pho-
non eigenvalues and eigenvectors were calculated us-
ing the Born—von-Karman fit to the 80-K experimen-
tal phonon dispersion curves due to Gilat and Nick-
low.2*

A. Static lattice

Although the relaxation of the Al ions around the
interstitial ion can be readily incorporated in the
static-lattice approximation (SLA), the calculation of
the relaxation itself is not such a simple calculation.
Further, we used this approximation largely to inves-
tigate the question of the range of the force con-
stants. Hence, relaxation was neglected in the self-
consistent SLA.

Our results for the interstitial frequencies are
presented in Table I. In this table v{" and v{? are
the values for the local mode frequencies obtained by
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TABLE I. Local mode frequency in the static-lattice approximation.

D. W. TAYLOR

Interstitial D' uZZ)

ion (A) vl (TH2) vy

D 0.144 9.83 10.49 12.07
Octahedral

H 0.165 15.70 16.58 18.38

D 0.099 24.59 26.24 25.77
Tetrahedral

H 0.117 35.35 37.64 36.89

summing in Eq. (10) just as far as the first- and
second-nearest neighbors, respectively. For the oc-
tahedral interstitial, it can be seen that including just
nearest-neighbor (NN) forces gives a local mode fre-
quency that is 15—20% too low and even including
the forces from the next-nearest neighbors (NNN),
the frequency is still about 10% too low. To further
illustrate the effect of distant neighbors we plot v,
for D, as a function of the neighbor distance in Fig.
1. The number of neighbors at a given distance is in-
dicated by the vertical lines. It is only by the 7th NN
that a good value of v, is obtained. The value of v,
as obtained from Eq. (11) by summing in reciprocal
space, is also shown on the diagram, and the real-
space values of v, converge quite well to this value.
The contribution to v, due to the distant neighbors is

I o\
2 VAT
/

v /
(TH2) : . :
A\
o /
: R(A)

1 1 1
100 5

10 15
50F
i |1|||‘“1 | “““

FIG. 1. The static-lattice approximation for the local
mode frequency v, . for an octahedral interstitial D ion as a
function of the number of shells of neighbors included in
the sum in Eq. (10). R is the radius of a shell and the
dashed line is the result of Eq. (11). The lower bar graph
gives the number of Al ions in each shell.

much smaller for the tetrahedral interstitial. Even
just the NN forces give a value for v, that is only 5%
too low. A graph similar to Fig. 1 shows that after an
overshoot due to the NNN forces, the value of v,
drifts slowly down, albeit with some noise, towards
the correct value, and is in very good agreement by
the Sth NN. This behavior must be due to the fact
that in the tetrahedral case the very strong NN forces
dominate over all the others.

These large values of v, particularly for the
tetrahedral interstitial, give some support to the con-
jecture of Kus and Carbotte® that there exists a high-
frequency mode in concentrated Al-H,D.

The self-consistent values of D quoted in Table 1
indicate values for the root mean-square displace-
ment of the interstitial that are about 10% of th% NN
distances (tetrahedral, 1.75 A; octahedral, 2.02 A).
Hence appreciable anharmonic effects are to be ex-
pected. For instance, corrections can be expected to
the ratio

RL =M||V£(H)/M[)V£(D)

which should equal one in the harmonic approxima-
tion. In the octahedral case this is, indeed, the case
as the results in Table I give R, =1.16. However for
the tetrahedral case the much larger values of v,.
and hence the smaller values of D, result in smaller
anharmonic corrections and the ratio R; drops to
1.03. The result for the octahedral case is reminis-
cent of the experimental value found for Pd-H,D
where R, =1.2.% This enhancement is thought to be
the major contribution to the inverse isotope effect in
this Pd system.'"?® The very small enhancement of
R, for the tetrahedral site is at least a change in the
right direction from the octahedral result as experi-
ments on concentrated Al-H,D alloys? show a normal
isotope effect.

In closing we note that the presence of the expo-
nential falloff in Eq. (7) due to the anharmonic re-
normalization has a calculational benefit in that v, is
insensitive to values of n(¢) for ¢ beyond 1044, In
the absence of the renormalization we found that in
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order to get convergence of both Egs. (10) and (11)
it was necessary to go to much larger values of q.
This necessitated modeling n (g) using a Thomas-
Fermi form for ¢ > 15a4" due to shortcomings in the
tabulated n(q). Happily, this was not called for in
the work reported here.

B. Dynamic lattice

The significant effect on v, due to distant neigh-
bors, found in the SLA, poses a difficulty for the
much more lengthy dynamical calculations. It would
take a lot of work to extend the analysis of Sec. II D
beyond the second NN’s of the octahedral interstitial
and it does not seem worth doing, as the required
computational time would become very expensive.
Instead we resorted to a scaling procedure.

For the octahedral case we used the SLA to deter-
mine a scaling factor a for the NNN force constants.
This was done by requiring that v{?, calculated using
the scaled NNN force constants and the unscaled NN
force constants, agreed with v, (all calculated using
the SLA approximation). As the effect of the distant
neighbors is not so important in the tetrahedral case
we merely scaled the NN forces such that v}V agreed
with v,.

The results of our calculations are given in Tables
IT and III for the octahedral and tetrahedral intersti-
tials, respectively. The force constants quoted are
those longitudinal and transverse to the bond and in-
clude the scaling introduced above. We note that the
renormalization equation (7) calls for different D
depending upon which bond the force constants are
being calculated. However, as our numerical results
indicated that the D for the NN and NNN bonds of
an octahedral interstitial differ by no more than 5%,
the same (NN) D was used for both bonds.

In Table III, two local mode frequencies are quot-
ed. The lower one refers to a local mode of 4, sym-
metry and so is not directly dependent on the inter-
stitial mass. It is also quite weak. The other value of
v, corresponds to the expected mode of T, sym-
metry. The octahedral local mode referred to in
Table II has T, symmetry.

The initial line in these tables gives the results of a
calculation in which relaxation was ignored. This af-
fords a comparison with the SLA results given in
Table I. The consequence of allowing the Al lattice
to move is that all the values of v, increase. There
are two causes for this. It can be seen from the
tables that the value of D also increases, largely due
to the addition of the inband contributions. This
leads to a general increase in frequency. Also, itis a
general result that on using the same force constants
the SLA always underestimates v;. This difference
becomes larger as the value of v; becomes smaller as
then the Al ions take a greater part in the motion as-
sociated with the local mode. For the unrelaxed oc-
tahedral calculations the ratio of the dynamic to static
values of v, is 1.05 for D, dropping to 1.02 for H. It
can be seen that the SLA values are in quite good
agreement with the dynamical results and that the
SLA is quite sufficient to estimate these frequencies.
We note that the ratio R, being a measure of anhar-
monicity, has now dropped to 1.09 for the octahedral
case and to 0.98 for the tetrahedral case.

The second lines in Tables Il and III give the
results that were obtained when the relaxation was
taken into account. These calculations were fully
self-consistent but only a first-order solution for the
relaxation equation was used. The outward NN re-
laxations reduce all the frequencies, with particularly
strong reductions in the tetrahedral case. However
the values of R; are maintained at those quoted

TABLE II. Results of dynamical calculations for the octahedral site.

Force constants

(10* dyncm™)

NN NNN o, Relaxations (A)

Ion v, (THz) long trans long trans @ D'2(A) NN NNN

13.07 12.75 -2.77 0.60 0.69 3.42 0.154 R R

11.18 9.17 -2.56 1.03 —-0.69 2.79 0.167 0.046 -0.013
D

12.06 16.03 —4.26 1.642 0.174 0.047

10.37 10.62 —2.66 0 0.183 0.048

19.33 14.86 -2.94 0.71 0.72 3.05 0.174 ce v

16.49 10.98 —2.68 1.06 —0.60 2.53 0.187 0.048 -0.012
H

17.00 16.71 -3.97 1.462 0.192 0.049

14.91 12.33 -2.78 0 0.201 0.050

2NN scaling factor.
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TABLE III. Results of dynamical calculations for tetrahedral site.

v, (THz) Force constants  (10° dynecm™!) D'
Ion A T, long trans a (A) Relaxation (A)
11.08 27.63 87.49 -9.50 1.09 0.126 B
10.34 21.92 55.99 —6.41 1.14 0.132 0.083
D
10.27 21.33 53.15 —6.16 1.15 0.133 0.092¢
10.12 19.94 46.40 -5.38 0 0.135 0.093*
11.15 38.63 90.44 -9.94 1.08 0.141 N
10.38 30.68 57.75 —6.66 1.14 0.150 0.086
H
10.31 29.28 54.66 —6.39 1.14 0.151 0.096*
10.16 27.95 48.10 -5.63 0 0.164 0.097¢

4lterated relaxation calculation.

above for the unrelaxed calculations.

The relative change in NN distance, as calculated
in first order, is quite modest for the octahedral case
being just over 2%. However, as this change in-
creases to 5% for the tetrahedral case we extended
the calculations by iterating the relaxation equation
(9). The results are given in the third lines in Table
III and they show further small decreases in the local
mode frequencies. We did a similar calculation for
the octahedral case and found, as expected, changes
in v, of less than 1%.

At this stage we can safely state that for the oc-
tahedral case the different isotopes have such suffi-
ciently different frequencies that an inverse isotope
effect might be expected. Further the D local mode
frequency is about 10% above the maximum Al fre-
quency. For the tetrahedral case there is essentially
no isotope effect to be expected on the basis of the
frequencies calculated. However we have calculated a
D local mode frequency that is about twice the max-
imum Al frequency. This is just the frequency region
in which Kus and Carbotte® added an extra peak to
a’f(w) in their calculations of the tunneling charac-
teristic for Al-D. We have already discussed in the
Introduction as to why this site might be appropriate
for large D concentrations.

As the motivation for our calculations comes from
measurements on the superconducting properties of
Al-H,D it is natural that we use our dynamical results
to calculate the changes in 7.. This we will do in
Sec. IV but we can anticipate that this could need
considerable computer time. To reduce this time for
the octahedral case we have repeated some of our
calculations taking into account just the NN force
constants. The results are shown on the third lines
in Table II. The rather large scaling of the force con-
stants (FC) should be noted as well as the increase in
the local mode frequency. More serious is the reduc-

tion in R; to unity. A comparison of the FC’s for D
and H indicates that although the magnitude of the
longitudinal FC increases in going from D to H, the
magnitude of the transverse FC decreases contrary to
all other NN entries in Tables II and III. As this
behavior might be an artefact of our scaling pro-
cedure we repeated the calculation with no scaling.
The results are given in the fourth lines of Table II.
The local mode frequencies have dropped, as expect-
ed, but R, has now risen to 1.04. This is still smaller
than the NNN results but gives some hope for an in-
verse isotope effect. A similar calculation was also
done for the tetrahedral case and is reported in the
fourth lines of Table III.

It is of some interest to examine the various con-
tributions to D. This is done in Table IV for one
case, that of H at an octahedral site using the force
constants given in line 2 of Table II. It is not
surprising that the local mode motion of H ion gives
the dominant contribution. However, the inband
motions of the H and Al ions are comparable and

TABLE IV. Displacement-displacement correlation func-
tions for octahedral H and a NN Al in the [100] direction
(1073 AD).

ALTAL (uHu Al
Inband 1.10 0.670
Local mode 8.08 —0.232
Total 9.18 0.438

H,, Al Al,, Al Al Al
(uy iy ) (uMu) (M)

—0.053 0.896 0.966
0.068 0.007 0.001
0.015 0.903 0.967
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FIG. 2. MywlImG,(ii;0—i8) for octahedral H, using
force-constant scaling and 8 =0.4 THz, as a function of fre-
quency (v,, =10 THz). Note that beyond v=10.8 THz the
vertical scale has been decreased by a factor of 10.

further, the H-Al correlation is quite significant.
This general division of strength between the various
contributions is fairly typical of the results found in
the other cases evaluated. In fact this case has the
largest dominance of the H local mode contribution.
More typically the ratio is 3:1 rather than the 7:1 of
this case. Considerable in-band motion of an intersti-
tial has also been found by Lottner er al.'® for H at
tetrahedral sites in bcc metals.

The dominant contribution of the local mode to
the H motion is further illustrated in Fig. 2 where we
plot the integrand of Eq. (13) for /=/"=iand a=p

as a function of frequency. Following the procedure
J

used later in Sec. IV the imaginary part of the
Green’s function was calculated at a finite distance
§=0.4 THz off the real axis. As a consequence the
local mode & function now has a finite width. Aside
from corrections due to diffusive motion!® this figure
indicates what should be expected in an inelastic in-
coherent neutron scattering experiment.

IV. CHANGES IN THE SUPERCONDUCTING
TRANSITION TEMPERATURE

A. Theory

On alloying the superconducting transition tem-
perature is changed by both the electron-impurity
scattering and by any modifications to the electron-
phonon interaction. The electron-phonon interaction
enters superconductivity calculations via the function
a?F(w).Y This has the form of a phonon density of
states weighted by the electron-phonon interaction.
For weak coupling superconductors Leavens and Car-
botte?® have given a good approximate formula for 7.
that includes electron-phonon anisotropy. o*F(w)
enters their formula via the integrals

dw
A=2 | —=aoif(w) ,
f @ (22)

r=2 -d—wazf(w)ln(l+w,,,/w),
®

where w,, is the maximum phonon frequency. The
anisotropies in A and X are described by two quanti-
ties (ab) and (ab) which they have determined, for
Al, to be 0.0081 and 0.0142, respectively. The
electron-impurity scattering tends to wash out the ef-
fects of such anisotropy and Markowitz and Ka-
danoff?® have shown how, in a BCS approximation,
an inverse collision time 77!, can be used to describe
this behavior.

Recently, Kus,*® has amalgamated these methods
and has found corrections, in terms of A, to the
result of Markowitz and Kadanoff. Although Kus
did not include changes in a?f(w) his method can be
readily modified to include such changes.’! The
result is that the change in transition temperature
AT, from the pure Al transition temperature 7, is
given by

L4+Ag+ X+ (ab)A(1 =D+ (ab)[Xg + N (I = 1)1 =[2,(1 +(ab)) —p*1[In(1.138kw,/ksT.) —AT/T,.] .

(23)

The subscript a refers to quantities calculated for the alloy. The collision time 7 enters in the integrals

dw

w

Fw

I = —_
2kgT,

tanh (1 +ey)™!

(24)
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(this is the same as the integral / of Markowitz and Kadanoff) and

Fw

o)
1 +wiy?) ' 2 .
ZkBTr( w’y?)

[,= ) —tanh
w

(25)

Here y=27(1 + ) and A\, (w) =2 fdw'azf(w')a/(w+w'). In the pure limit (y — o) both /and /, are zero and
we can use Eq. (23) to determine the electron-electron pseudopotential w” from the known values of \, X, and
T.. In the dirty limit (y —0), /,— I — \,/\, and the X\ anisotropy is removed. However the anisotropy in A is

not removed.

There remains the calculation of a?f(w) and 7 within the approximations of the previous sections. For an al-

loy of (w) is conveniently given by’

N(0)s(w) &’k
8wlkpN? Jk<Ikp k

f(w) =
', aB

Here N (0) is the single spin density of states for the
Al alloy and w;(k) is the screened form factor for the
ion at R(/). The factor

Sw/wn OSS0n

s(w) = | Q7
1, o> T WOm

has been introduced to compensate for the fact that
the form of Eq. (26) is based on a single, rather than
a multiple orthogonalized plane wave (OPW), calcu-
lation of the electron-phonon interaction.’> On using
the approximation in Eq. (18) for G, Eq. (26) natur-
ally splits into four terms

alf(w)=a’f(w)a+Aad’f(w)a
+Aa f(w)as+ A f(w) . (28)

The first term, af (w) A, is not affected by the

eN() (d’k 1
8mwlk} k N? "

azf(w)m =

S, (k) koImG op(I"w) kg, (k) expli k- [R() —=RUD . (26)

[

changed lattice dynamics. However it is not the same
as the pure Al function for two reasons. First, the
addition of the interstitial ions changes the electron
density and hence kr and N(0). Second, because the
R()) in Eq. (26) refer to the equilibrium ionic posi-
tions, relaxation effects should be considered (see
Appendix). As we are working to first order in the
fractional concentration ¢ (i.e., the number of inter-
stitial ions per Al ion) these two effects can be con-
sidered independently.

Carbotte er al.** have given a simple expression
with which to calculate the change in A for a change
in the electron density in Al. For a univalent impuri-
ty it is

ANA=0.22¢ . (29)

We assumed that X obeys the same relation.

The second term in Eq. (28) describes the changes
in a’f(w) due to the modification of the Al dynam-
ics. It can be written as

3 Walkkelm 3 Poy(Li ) Tys(l; 15 0)
".ap Il y®

x Pag( 1yl @) kgwal(K) explik- [R() =R . (30)

Here /and /' refers to Al lattice sites, /; and // refer to the NN of an interstitial. The screened Al form factor
w1, was calculated using the pseudopotential given in Sec. Il A being screened according to Vashishta and

Singwi.’* Equation (30) can be simplified somewhat to read

N(0)
Aaif(w) =t
Al 87T2kf2M2N jljZ

with

lejz(f, @) =3 S(k,ji;5.a. N) Tap(s5, @) S* (K. jp3sb0)

sabx
where
—. -ik-R0
S(K.jisan) =3 oh(@e " Pylan()

I’.a

[ Lk G (0 SK-F (W ImP, (R ) T, (K 0) P, (K w)E- 5 1(F) &)
k Al o m iy , W iz , @ iy , W s ,

(32)

(33)

All the phonon quantities and the transformation matrices  are described in Sec. II D.
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Although N (0) and kr should have values appropriate to the alloy electron density we used the pure Al values
in this and the next two terms. This should be an error of order ¢ on a term that is already of order c. )
The third term in Eq. (28) results from the correlation between the Al and the interstitial motion. It can be re-

duced to the form

cN(0)

2 (0)py = — MO
R Y T Y IYAL,

jBb

In the octahedral case the interstitial motion has just
T\, symmetry and in the choice of y that we used
only the a =1 component is needed. Hence, in Eq.
(34), s =T,,. Similarly for the tetrahedral case, it is
just the T, representation that appears in Eq. (34).
In order to calculate the screened interstitial form
factor we used the same nonlinear result for the
screening cloud electron density n (r) as was used to
calculate the interstitial-Al potential in Sec. IT A.
Hence

W, (k) = (4me/k) [n (k) =11 expl — Tk (u (D] .

(35)

Note that we have included the Debye-Waller fac-
tor,** which is quite significant even at low T.

The two form factors used are shown in Fig. 3.
The interstitial form factor w; at ¢ =0 can be seen to
be about a half the value expected from linear
screening theory which is a third of the value of wy,.
However the two form factors become similar as ¢
approaches 2k, the region that is most strongly
weighted in the integral in Eq. (26) for o?f(w).

The final term, Aa?f (w),, in Eq. (28) is the direct

-0.2

w (@)
(Ry)

-04

-o64——

3 — — — —
fd—kkwm(k)w,(k)zk-&”(k)[ij(k.w)le(s,w)w'ZkB[2ReS(k.j;sbB)] NED)

I
interstitial contribution to a’f(w) and takes the form

2 cN(0) 1 .,
Aaf(w)l=mlmzz—7ﬂu($.w)
&k 2
xfk<2k, P wi(k)* (36)
where
T'=(1-PCH" .

Again for the octahedral and tetrahedral cases
s =T,,, T, respectively.

The above integrals over k were handled by the
procedure of Carbotte and Dynes.’® As the calcula-
tion of the integrands is rather time consuming we
used a fairly coarse mesh of 112 K points in the re-
duced %th of the first Brillouin zone. In order to

calculate the imaginary parts of the Green’s function
we evaluated them a finite distance & off the real
axis. This has the advantage of eliminating some of
the noise due to the coarse k mesh. We finally chose
a somewhat large value of § =0.04w,, which removed
most of the noise without producing tails of too great
an extent.

In the absence of the correction factor s(w) in Eq.
(26) it is possible to calculate A directly. As Taylor
and Vashishta®” have shown, A can be written as
A= N©) Pk 1 -l

= k7 k<zk,TTv7”,Ef’(k)k“¢"”(” Yk g, (k)

xexplik - [R() =R}

37D

and ®'=—G(w=0). Hence, A can be calculated
using the above procedure, but without the time con-
suming need to repeat the procedure for a large
number of frequencies. This allowed us to do the k
integral over a much finer mesh of K points. In fact
we found that extending the number of points from
112 to 615 produced changes in A\ of less than 1%
[AX is the contribution to A due to the last three
terms in Eq. (28)]. We also found that the value of
A\ determined by numerically integrating Eq. (26)
with s (w) =1 was within 3% of these values. Hence,
we have considerable confidence in the accuracy of
the numerical methods.

The effects of relaxation can also be estimated us-
ing this expression for A. As they turned out to be
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small this aspect of the calculations is described in the Appendix.
The golden rule result for inverse lifetime, to first order in ¢, is given by

- N S = (KB TR — RA/ "N (0) 7 (k) + 7k _
T '=——fd3kA Ew,(l\)w,,(/\)exp{/k-[R(I)—R(I)]}=‘8Tkr4—fd’/‘l\[w,(/\)+w(/\)AS(l\)]2 . (38)

8NKkS <

with

AS(K) =3 (e®RO _ M RO =R (39)
!

The sum over / refers only to the NN and NNN sites
of a given interstitial site R(i). No long-range relax-
ation was considered and indeed we found the effects
of the NNN relaxation to be negligible.

B. Results

The values of the various contributions to A\ for
D ions at octahedral sites are given in Table V for the
case of force-constant scaling. In the rest of this sec-
tion the results of scaling or not scaling the force
constants will be indicated by FS and NFS, respec-
tively. These values require multiplication by ¢. For
comparison, the value of A for Al is 0.432. Due to
the low value of the local mode frequency and the re-
latively large value of 8, the inband and local mode
contributions to Aa’f(w) overlap, as can be seen in
Fig. 4. To produce the inband and local mode values
in Table V the local mode contribution was calculated
exactly from the residue of the ¢ matrix as 8 —0 and
then subtracted from the total AAX.

The contributions due to the correlation between
the Al and D motions [Eq. (34)] are of particular sig-
nificance. The total inband contribution is reduced
almost to zero due to this term leading to an almost
complete dominance by local mode contribution.

This is a somewhat surprising result considering that
the weak interstitial pseudopotential (Fig. 3) could be
expected to suppress the large local mode displace-
ment (Fig. 2). Further, it is the large value of this
term that prevents an analysis of our results follow-
ing the method of Papaconstantopoulus e al.?® They
assumed two separate contributions to A, one from
the host ion dominating the acoustic branches and
the other from the interstitial ions dominating the op-

TABLE V. Contributions to A\ due to an octahedral D in
(FS, ¢c=1).

A}‘Al A)‘AI/D A)\D AA
Inband 0.150 —0.616 0.525 0.059
D Local mode 0.063 0.103 0.240 0.406
Total 0.213 —0.513 0.765 0.465

[}

tical branches. In our dilute interstitial situation it is

not true that the inband contribution is dominated by
the Al motion and the local mode contribution by the
light interstitial motion.

In Table VI we compare the contributions to AX
and A4 to H and D interstitials again for the FS case.
AA is the change in the area under o?f(w), the area
for Al being 1.43 THz. This comparison clearly
shows that although the interstitial H produces the
greater increase in o’f(w), the »™' weighing in A
leads to the interstitial D producing the larger change
in A. It is this behavior that leads to an inverse iso-
tope effect in this system. According to Eq. (37) A
does not depend explicitly on the atomic masses and
hence any differences between AX for H and for D
can only come from different force constants and dif-
ferent values of (u?). [This mass independence is
maintained to within 1% even when the multi-OPW

2.0 , .

Aad?f

0.5

-05

T
1

| |
0 5 10 15
FREQUENCY (THz)

FIG. 4. Aa?/(w) as a function of frequency for oc-
tahedral D using force-constant scaling.
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TABLE V1. Comparison between changes in A and 4 for
an octahedral interstitial (FS, ¢ =1).

TABLE VII. Anharmonic and Debye-Waller factor contri-
butions to A\, see text for notation (FS, ¢ =1).

AA A4 (THz) AA AA4(THz) (u)p (u2y
Inband 0.059 ~0.36 0020  —045
Local mode  0.406 2.45 0.351 2.98 iD g‘:gf g';;‘l’
Total 0.465 2.09 0.331 253 H : :

correction, s (w) is included, as in Eq. (26).] To in-
vestigate this point we constructed the matrix in
Table VII. There we give values for AX due to dif-
ferent combinations of the values of (u,2(i)) and the
force constants appropriate to D((u2)p, ®p) and
H((u2)y, ®y) in the FS case. It can be seen that
the difference between A\ for D and for H is dom-
inated by the force-constant difference arising from
the anharmonic corrections described in Sec. 11 B.
This is also the case when the values appropriate to
the NFS case are used.

The situation for X is somewhat more complicated
as it does depend upon the atomic masses. We
found that AX increases by about 30% if the H
parameters are used along with the D mass. Indeed
it is this behavior that leads to an isotope effect in
the normal direction if T, is calculated using the
method described in Sec. IV A. The results of a set
of calculations similar to those described above for
A\ indicate that again it is the anharmonic change in
the force constants that is the main reason for AX be-
ing smaller for H than for D.

Our values of A and AX are presented in Table
VIII. It can be seen that in the octahedral case the H
values of A\ and AX are smaller than the D values
whether or not force constant scaling is used. This
leads to our feeling confident about this prediction of
an inverse isotope effect.

Results of the tetrahedral case are also given in

Table VIII. Only small changes in A and AX are
predicted leading to a prediction of essentially no iso-
tope dependence of 7.. An analysis similar to that
which produced Table VII indicates that the increase
in force constants in going from D to H leads to an
increase in A\ contrary to the octahedral case. Pre-
liminary lattice dynamic calculations indicated that for
very large interstitial-Al force constants a low-
frequency resonance can occur in the 7, mode.
Presumably this increase in A\ is due to an incipient
resonance of this kind.

In order to calculate the changes in 7, via Eq. (23)
values of 7~ from Eq. (38) are required. The values
we found for 7! ranged from 0.481 THz (NFS,
tetrahedral H) to 0.604 THz (FS, octahedral D) for
1% of the interstitial ions. The corresponding residu-
al resistivities range from 0.0093 xQ cm to 0.0117
pQ cm. It should be noted that we found the inclu-
sion of relaxation lead to a reduction of 7~ by about
40%.

The resulting fractional changes in 7., AT/T,, are
shown in Fig. 5 for the octahedral case. Experimen-
tally, it is commonly found that AT/T, is initially
negative due to the impurity scattering removing the
anisotropy in the electron-phonon interaction. How-
ever there are examples [e.g., Ga in In (Ref. 38)] for
which AT/T, is always positive. That AT/T, is
predominantly positive in our case is due to a weak
impurity scattering with the change in AT/T, being

TABLE VIII. Dynamical changes in A and X calculated with and without the force-constant scal-

ing correction (¢ =1).

A AX AX Ar
FS NFS
Octahedral
D 0.465 0.429 0.540 0.453
H 0.331 0.216 0.376 0.207
Tetrahedral
D 0.458 0.619 0.435 0.555
H 0.464 0.608 0.438 0.538
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dominated by Ax and AX. To illustrate this we show
in Fig. 5 the result of doubling 7' for H(FS). The
result is that AT/T, is negative for an appreciable
range of concentrations. This calculation also serves
to indicate the effect of the presence of other scatter-
ing mechanisms. These are to be expected in sam-
ples prepared by ion implantation.

In Fig. 5 the curves of AT/T, for D lie well above
those for H, whether or not force-constant scaling is
taken into account. In particular, at ¢ =0.01 the
value of AT/T, for D is 40% greater than that for H.
This confirms the inverse isotope effect suggested by
the dynamical results of Sec. IIl and is, of course, as
expected from the results given in Table VIII. To
compare these results for A7/T. with those from a
harmonic approximation we calculated AT/T, using
H forces and potentials but the D mass. The result
was that AT/T. at ¢ =0.01 was 10% lower (due to
changes in AX) than when the H mass was used, pro-
vided the valence effect, Eq. (29), was omitted. Oth-
erwise the change was then less than 1%.

There is not much difference between the values
of AT/T, for any of the tetrahedral cases. Hence, we
show in Fig. 6 just the results for H(FS) which has
the largest AT/T, and the results for D(NFS) which
has the smallest AT/T.. As expected from Table
VIII no inverse isotope effect is to be expected and in
fact our results indicate that at ¢ =0.01 the value of
AT/T, for D is 4% lower than the value for H. It
will be noted that these values of AT/T, for tetra-
hedral interstitials are quite similar to those for the
octahedral interstitials.

The validity of Leavens and Carbotte approxi-
mation might be questioned, particularly as no

aSZS
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FIG. 5. Fractional change of the superconducting transi-
tion temperature AT/T as a function of the fractional con-
centration ¢ of octahedral interstitial ions. —— D(NFS),
—————— D(FS), — H(NFS), — — ———— H(FS),
————— H(FS) with a doubled value of 77!
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FIG. 6. Fractional change of the superconducting transi-
tion temperature A7T/T as a function of the fractional con-
centration ¢ of tetrahedral interstitial ions. —— D(NFS),
——— H(FS).

changes were made in the w,, in Eq. (23). To this
end the Eliashberg equations were solved for 7, (Ref.
39) in the isotropic approximation*’ using the
8a’f(w) for H and D (NFS). These exact solutions
gave values of AT/T, that differ by less than 2%
from those obtained from the isotropic version of Eq.
(23).

V. CONCLUSION

Our various calculations of the local mode frequen-
cy for interstitial H and D in Al clearly indicate that a
local mode is to be expected. On the assumption that
at low concentrations the interstitials are at octahedral
sites the local mode frequency for H can be expected
to be well above the maximum Al phonon frequency
whereas for D our results indicate that these two fre-
quencies differ by about only 10%. A high local
mode frequency is predicted for both H and D at
tetrahedral sites and on the assumption that this fre-
quency is a measure of the position of the impurity
band at large concentrations, our results indicate a
very high frequency for this band. As there are other
strong contributions to tunneling characteristics at
such frequencies this explains why such a band has
not yet been observed in tunneling experiments. It
would be of considerable interest if inelastic neutron
scattering experiments were to be carried out on
these systems, at both low and high interstitial con-
centrations.

When our dynamical results are used to calculate
the changes in the superconducting transition tem-
perature 7. a very definite inverse isotope is predict-
ed for octahedral interstitial. We found that at
¢ =0.01 the fractional change in 7, due to D is about
40% greater than that due to H in spite of the fact
that the local mode frequencies show only weak
anharmonic effects. Further, as the lattice dynamics
calculations show larger anharmonic effects if the
NNN forces are included (Table II), it can be
presumed that our NN results underestimate the in-
verse isotope effect. However, there is very little
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difference between the H and D results for the
tetrahedral case, there being a weak isotope effect in
the normal direction. The results of an experimental
investigation of the effects on T, of low concentra-
tions of H and D in Al would be of considerable in-
terest.

The tetrahedral results are in qualitative agreement
with the experimental results at large concentrations?
in that they also show an isotope effect in the normal
direction. To examine these experimental results
further our next calculations should be to examine
the large-concentration situation. A first stage in do-
ing this would be to calculate the properties of an or-
dered alloy based on the same kind of initial data as
was used in these low-concentration calculations.
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APPENDIX

In calculating the effects of relaxation on o?f(w)
the important part of Eq. (26) is

K=3K(I')=3e*TOG (11"~ ® R (A1)
u '

Any derivation of the electron-phonon coupling
Hamiltonian shows that the exponential factors in Eq.
(A1) originate from taking electron matrix elements
of the electron ion potential ¥V (F) with T=T, —R(/).
Here T, is an electron coordinate and R(/) the instan-
taneous position of the ion at site /. Hence, after the
usual expansion for the thermal displacements about
equilibrium the R(/) that survives in Eq. (A1) is the
equilibrium position and is subject to relaxation from
its value in pure Al.

As we take into account the relaxation of just the
nearest neighbors of the interstitial ions, the site
sums in Eq. (A1) can be conveniently divided up in
the following manner:

K= 3 +3 3 Kols.D

1Els;)) ¢ ts,) s 1€ ls;}

+ 3 SKols)+ 3 ZK(ss) . (A2)

Lels) ss; is; Js;

Here (s;} stands for the set of all sites in the defect
spaces of the interstitials which are at sites / and the
subscripts of K indicate whether () or not (0) a site
is relaxed.

By adding and subtracting terms the restrictions on
the summations can be removed to give

K =3 KoLl

u'

+ 2 E[K,o(S,-,I) —KO()(S,',I)]
[sj 1

+3 Z[KO,(/,s,) —Koo(ls;)]

1 .
Js;

+3 3 (K, (si.55) — Ko, (s,.5))

is; Js;

_K,O(Si.Sj)+K00(Sj.Sj)] . (A3)

The first term refers to the unrelaxed case and has
been calculated in Sec. IV. The remaining terms
then give the relaxation correction.

As all calculations are being done to first order in ¢
the explicit interstitial sites in Eq. (A3) must coincide
with the interstitial sites that appear in the approxi-
mation (18) for the Green’s function in Eq. (A1).
The resulting approximation for the second term is

> AS(E‘,S,-)T;.,(S,-S,')exp {(—ig-[R°s)—R( /‘)]}P,ﬁ(E)

P ’
;s .y
where

— K-Ris) K-ROs) o
AS(k,s,)=[é’ i e i ]e_'k'R(')

and P,4(K) is the Fourier transform of P,g(/!").
The third term gives an equal contribution.

For the fourth term, again all the explicit and im-
plicit interstitials sums must be replaced by one sum
to give

> AS(K.s;) Qap(sis/)AS(K.s/)*

'SSI
58

where Q = (1 —PC)7'P.

All these correction terms contribute to Aa’F(w) 4
(Eq. 28). However only the second and third terms
in Eq. (A3) contribute Aa’f(w)4,; with the re-
striction that / =/. There are no relaxation correc-
tions to Aa’f(w);.

As a time-saving preliminary calculation these
equations were used to calculate the corrections to A
via the sum rule Eq. (37). Changes of 0.2% and
—0.4% were found for the octahedral and tetrahedral
cases (D,NFS), respectively. As these values are in-
significant no further calculations were done.
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