N

N

Interatomic interactions in metals
Morrel H. Cohen

» To cite this version:

Morrel H. Cohen. Interatomic interactions in metals. Journal de Physique et le Radium, 1962, 23
(10), pp.643-647. 10.1051/jphysrad:019620023010064301 . jpa-00236654

HAL Id: jpa-00236654
https://hal.science/jpa-00236654
Submitted on 4 Feb 2008

HAL is a multi-disciplinary open access L’archive ouverte pluridisciplinaire HAL, est
archive for the deposit and dissemination of sci- destinée au dépot et a la diffusion de documents
entific research documents, whether they are pub- scientifiques de niveau recherche, publiés ou non,
lished or not. The documents may come from émanant des établissements d’enseignement et de
teaching and research institutions in France or recherche francais ou étrangers, des laboratoires
abroad, or from public or private research centers. publics ou privés.


https://hal.science/jpa-00236654
https://hal.archives-ouvertes.fr

"No 10 THE RIGID-BAND MODEL 643

LE JOURNAL DE PHYSIQUE ET LE RADIUM TOME 23, OCTOBRE 1962, PAGE 643.

INTERATOMIC INTERACTIONS IN METALS (12)

By Morrer H. COHEN,

Institute for the Study of Metals and Department of Physics, University of Chicago, Chicago, Illinois.
and Hughes Research Laboratories, Malibu, California.

Résumé. — On développe une théorie des propriétés de cohésion des métaux qui, bien qu’inap-
plicable aux métaux de transition, terres rares et actinides, est cependant valable pour les autres
métaux quelle qu’en soit la composition et la structure. Deux points sont & la base de cette
théorie ; d’une part une nouvelle formulation du probléme & N corps, d’autre part la méthode
du pseudo potentiel pour tenir compte des couches profondes des ions. Lorsqu’on développe
Pénergie exacte en puissances du pseudo-potentiel et que 1’on garde les termes principaux, on
obtient une formule approchée pour I’énergie de cohésion qui contient explicitement les forces
entre les atomes deux par deux. On montre que ces forces ne sont ni ioniques ni covalentes mais
de caractére spécifiquement métallique.

Abstract. — A theory of the cohesive properties of metals is developed which, though inap-
plicable to transition, rare earth, and actinide metals, holds otherwise for arbitrary composition
and structure. The theory is based on two ingredients, a new dielectric formulation of the many-
body problem and the pseudo-potential method for dealing with the ion cores. When the exact
energy is expanded in powers of the pseudo-potential and the dominant terms retained, there
results an approximate formula for the cohesive energy explicitly containing pairwise central forces
between the atoms. It is proved that these forces are neither ionic nor covalent but specifically
metallic in character.

I. Introduetion. — In the early history of the
theory of metals, calculatioun of the cohesive energy
of a metal was of central concern. Apart from a
very considerable development of the theory of the
electron gas, recent effort, both experimental and

(1) Read by O. J. Kleppa.
(2) Supported in part by the Office of Naval Research
and the National Science Foundation.

theoretical, has been focussed primarily on pro-
perties of one-electron character. In the present
work, we have returned to the study of the cohe-
sive properties of metals.

Difficulties in the way of such studies are
twofold :

a) Even for the electron gas (i.e., a uniform back-
ground of positive charge instead of atoms) we
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have a theory accurate only at electron densities
higher than normal [1]. The most advanced work
thus far, that of Hubbard [2] is still of uncertain
accuracy at normal electron densities.

b) The intricacies introduced by the presence of
atoms has been regarded as almost insuperable
thus far.

We get around difficulty (a) by observing that it
applies o1nly to volume dependent properties. It
is largely irrelevant for structural changes at cons-
tant volume. The simplification made possible by
the use of the pseudo-potential introduced by
by Phillips and Kleinman [3], and its weakness [4],
largely eliminate difficulty (b).

Accordingly, in this talk, we outline a theory of
the cohesive energy based on the following ingre-
dients :

(1) The dielectric formulation of the many-body
problem [5] modified so that it starts out from the
Hartree approximation rather than from free elec-
trons [5].

(2) The replacement of the actual atomic poten-
tial by the pseudo-potential, and the application of
self-consistent perturbation theory to the latter.

Each of these features of the theory will be pre-
sented and discussed but not derived here. We
shall use the structure so developed to show the
existence of and give approximate formulae for
interatomic forces without regard for atomic cons-
titution or arrangement. A proof will then be
indicated that these forces are neither ionic nor
covalent in character.

I1. Dielectric formulation of the many-body pro-
blem. — Noziéres and Pines [5] prove that the
total energy ZE(e?) of a gas of [V electrons in
volume Q 1s given by

E(e?) = E(0)
et dA i [oo 1 Nvgl.
o T%[ch,/; do Im (g, o ; x)_fz_d Y

where E(0) is the free-electron energy, (¢,  ; A)
is the dielectric function of the electron gas for
wavenumber ¢, frequency o, and value A of the
electron charge squared, and where v, is the Fourier
transform of the Coulomb interaction, 4w e2/g2
Equation (1) furnishes a rapid means of approxi-
mate calculation of the energy once an approxi-
mate dependence of the dielectric function on A, ¢
and o is established. However, despite the appea-
rance in the integral over A of small values of A,
the charge squared can never be treated as small,
and it is necessary to go to infinite order of pertur-
bation theory to obtain the lowest satistactory
approximation to the dielectric function [5]. But
then all distinction from perturbation theory is
lost, and the analysis has no advantage over the
beautiful work of Hubbard [2], who established an
equation equivalent to (1) by perturbation theory,
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obtained explicit results for the electron gas and
treated electrons in a crystal as well. Hubbard
found it convenient, if not essential, to start his
perturbation analysis of the crystal from the
Hartree problem. We therefore have derived an
exact formula analogous to (1) and kolding for non-
uniform systems as well by starting out from the
Hartree approximation rather than the free par-
ticle problem ; indeed we have found it impessible
to generalize (1) to nonuniform systems by starting
out directly from the latter problem.

We consider a collection of IV electrons and nu-
clei (charges Zi, 2 Zy = N) fixed in arbitrary posi-
tions within volume Q. Because no restriction is
made as to composition or atomic arrangements we
encompass alloys, crystals, amorphous solids, and
liquids in the present treatment.

The generalization of eq. (1) proceeds by intro-
ducing a parameter &, 0 < £ < 1 into the func-
tional dependence of the energy on the wave-
function. For § = 0, the energy has the factorized
form of the Hartree theory ; for £ = 1, it has the
exact form. At intermediate values of &, it has a
mixed form which requires a fairly deep study of
the time evolution and statistical mechanics of sys-
tems governed by such an energy function. All
that can be done, however, leading to a genera-
lization of existing self-consistent field theory.
One can then introduce the dielectric function in
the usual way, express the derivative of the energy
with respect to & in terms of the dielectric function
and arrive at the desired result :

E(1) = E(0) ——2—’;Ald&tr

Awdmlm§(e—-1).[1+ fe— N1} —3 M. (2)

In eq. (2) E(1) is the exact ground-state energy,
and E(0) 1s the ground-state energy in the Hartree-
approximation. The dielectric function eis regar-
ded as a matrix with respect to the wavenumber
q of the linear response ot the system to a pertur-
bing external potential of wavenumber ¢’

(G)qa = E(q, 9', 3 g)’ (3)

and I is the unit matrix.

If one simplifies to the case of the electron gas,
€ is diagonal in ¢. One can than expand € in
powers of & Keeping only the § = 0 value of ¢
in the integrand (1.e., the Hartree or RPA value
of ¢) gives Hubbard’s result immediately. It is
not difficult to work out the term in e linear in & ;
including it in the integrand still permits the inte-
gral over § to be carried out. The resulting inte-
grals over g and  are now in the process of nume-
rical computation. It is evident that the para-
meter £ can be used as the systematic ordering pa-
rameter lacking in Hubbard’s theory and that the
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results of the numerical calculations now in
progress will give us some idea of the convergence
of the procedure at ordinary metallic densities.

ITI. The pseudo-potential. — The preceding
result, eq. (2), contains the contribution of all elec-
trons in the metal to the total energy. However,
there are atoms for which a clear separation
between core and valence electrons is possible [7].
The wave functions of the former are largely unaf-
fected by the state of aggregation and can be pre-
sumed known from the solution of the isolated
atom problem. As Phillips and Kleinman have
shown, it is then possible systematically to ignore
the existence of the core electrons, replacing the
requirement of orthogonality between valence and
core wave functions by a fictitious additive poten-
tial, the repulsive potential [8]. Thus, the in-
fluence upon the valence electrons of a single nu-
cleus plus its core electrons, an ion core, may be
represented by a one-electron pseudo-potential.

The exact form of the pseudo-potential is compli-
cated, being nonlocal and eigenvalue-dependent in
character. However, the pseudo-potential is not
unique [4], and a selection from among the family
of allowable pseudo-potentials may be made on the
basis of convenience. In the following, we shall
su{)pose the pseudo-potential to be local and eigen-.
value independent, our investigations being mainly
exploratory in character. Although we shall not
specify the pseudo-potential in detail, what we
have in mind is a potential which is properly Cou-
lombic outside the core and flat inside the core
(See fig. 1). The cut-off radius and well depth can

v

Z/r

VO p—e——

Fie. 1. — A schematic plot of the pseudo-potential V as a
function of radius r. Outside the core, r > ry, V is the
potential of a point ion having the charge of the core
(Z[r). 1Insidethecore,r < ry, V isflat (V = V).

then be determined by fitting to the lowest s-level
and p-levels of a single valence electron outside the
core, as determined from atomic spectra. N. Wiser
has determined a few such potentials and finds
that, as one could expect, the higher levels are well
fitted also. A-few values of the parameters he
obtains are giveu in the table.

The effect of the repulsive potential is largely to
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TABLE

PSEUDO-POTENTIAL PARAMETERS

Atom — Vo(Ry) rolay) Ionic Rapius (a,)
Na 0.424 2.1 1.9
K 0.435 3.2 2.5
Rb 0.451 4.6 2.8
Cs 0.410 5.5 3.2

cancel the strong attractive potential inside the
core. Further, the attractive Coulomb tail outside
the core is screened in the self-consistent theory of
the type constructed here [9]. The net potential
acting on the valence electrons is therefore weak,
i.e., gives rise to band gaps small compared to the
Fermi energy. One can treat the sum of the
pseudo-potentials associated with each ion core as a
perturbation upon the electron gas, provided one
does self-consistent perturbation theory.

IV. Interatomic interactions. — No essential
changes in the dielectric formulation of § II is re-
quired by the introduction the pseudo-potential ;
eq. (2) still holds. We now suppose the pseudo-
potential to be a perturbation and make a power
series expansion of each of the two terms in eq. (2)
in the pseudo-potential. That means (I) doing
self-consistent perturbation theory to get the
Hartree energy E(0) in powers of the pseudo-
potential, and (iZ) similarly expanding the dielectric
function ¢(q, ¢, ©, £&). Some findings of
Phillips [10] and of Phillips and Kleinman [41] in
another context can be used as a basis for arguing
that the contribution to the energy of the terms
arising from the expansion of ¢ are significantly
smaller than those arising from the expansion of
the Hartree energy. We therefore neglect them in
the present investigation, and expand only the
Hartree energy. We arrive finally at the result
that the total energy of the metal is approximately
equal to the exact energy of the electron gas (which
depends on electron density only) plus the first few
terms of the expansion of the Hartree energy.

Apart from one or two subtleties we cannot
dwell on here, the expansion of the Hartree energy
is straightforward. Provided the band gaps in a
crystal of similar composition are small compared
to the Fermi energy, as they are for the simple
metals, one can terminate the expansion after
second order, with the result

E=Eo—%NEF

+§JU1+N§@; (&)

1o
+ 52 Uy
lll
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The first line in (4) containg E,, the exact energy
of the electron gas, and the only other term depen-
dent solely on electron density (Ey is the free-
electron Fermi energy). The second line contains
terms dependent both on electron density and com-
position but not, on atomic arrangement. In the
second line, %; is the spatial average of that portion
of the pseudo-potential of ion-core “ 17, vy(r — ny),
differing from the point ion potential

—ze2fir —nj.
U, is the net interaction energy of each ion-core
with its own screening cloud

Ul = -—% Zq’ (1 - 1Ie(q)) bm sz(q) 63IQ qﬁ‘ (5)

In (5) €(g)-is the static dielectric function of the
electron gas for wavenumber ¢, and z(q) is the
ratio of the Fourier transform of the pseudo-

potential to that of the point ion potential. We
note parenthetically that
zlg —0) = z, (6)

the charge on the ion core. The last line in (4)
contains the desired interatomic interactions :

< !gq? [z 2 — zlg) zr(q) + zlq) 2v(g)[e(q)]

X e.rps (8)

Uul =

It is derived on the assumption that the ion
cores do not come in contact ; otherwise, a term of
the Born-Mayer type would have to be added to (7).

Eq. (7) corresponds to central forces, generally
repulsive. Noncentral forces can be only of three-
body and higher type, and, arising from higher
orders of perturbation theory, can be expected to
47t 2 z3(q)
£(g) 9 Ep .
tant ¢ in (7), « is ordinarily small, i.e., < 0.1,
for the simple metals. Thus we expect (7) to give
the interatomic forces in the simple metals to
something like 10 9%, accuracy. In the small core
limit, i.e., point ions, (7) reduces to the screened
Coulomb interaction [12].

The expression (7) for Uy is simple enough to
hope that quantitative answers to such questions as
why the various metallic elements crystallize in the
structures they do may be forthcoming soon. In
any event, calculations are under way.

be of order x = smaller. For theimpor-

V. Nature of the interactions. — The types of
interatomic interactions familiar in nonmetallic
substances are Born-Mayer repulsions, van der
Waals attractions, ionic bonds, and covalent bonds.
The first two, requiring completely localized char-
ged distributions are evidently not present in the
metals expect possibly for core-core interactions.
It seems possible at least that the metallic bonds
derived in the last section in the entity Uy may be
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partially ionic and/or covalent in character. We
have proved, however, that they are not.

An atom has ionic character if, as it moves
through the aggregation of atoms under consi-
deration, it transport' a net charge. Similarly, a
covalent bond exists between two atoms if, as the
pair moves through the aggregation, it transports a
net charge different from the sum of the net charges
transported by each atom moving independently.

The electron density n(r) in our metal may be
expanded self-consistently in a power series in the
pseuldo-potential, just as the energy was, with the
result

n(r) = no(r) + an(") + Z'nlm(') + >’ Pyma(r) + ..o
] Lm L

(8)

In (8) ny(r) is the free electron density N/Q,
ny(r) is the contribution to the charge density of
the I ion core, nm(r) the contribution of the pair
of ion cores Im, etc... Conservation of charge
(i.e., normalization) requires that

/dsr ny(r) =fd3r nym(r) = 0, etc... (9)

Thus, the total number of electrons associated
specifically with any cluster of ion cores must be
zero. That does not prove the absence of covalent
or ionic character, however. It may be possible
that ny(r) or nm(r), e.g., goes to a constant value
o) or nim{oo) at large distances from core [ or
eores [ and m and that consequently there is a net
fraction of an electron — Qni(co) or — Qnim(co)
localized in the vicinity of a cluster which is trans-
ported with the cluster and yet neutralized by the
asymptotic part so that (9) is satisfied. The pro-
blem of ascertaining the existence of ionic or cova-
lent character thus reduces to studying the asymp-
totic behavior of the electron density associated
with a cluster of ion cores.

We have been able to prove rigorously (within
the Hartree approximation) that the only order of
perturbation theory in which a nonvanishing con-
tribution to the asymptotic part of the electron
density occurs is the first order. In all other
orders, the asymptotic part vanishes exactly.
Further, in first order the amount of electron
charge localized about each ion core is exactly
sufficient to neutralize the ion core. We have
proved, therefore, that atoms in metals have no
ionic character and that covalent bonds do not
exist in metals. The interatomic interactions of
the last section therefore are neither ionic nor cova-
lent but specifically metallic in nature.

As one increases the strength of the pseudo-
potential, one might expect that the area of the
Fermi surface might ultimately décrease towards
zero so that one passes over to an insulator. The
perturbation theory used here no longer converges,
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and ionic and covalent character become possible.
What happens as the area of the Fermi surface
decreases is that the range of distance over which
metallic screening occurs increases. Thus in a
semimetal with a very small Fermi surface, one
might have a net charge in a covalent bond loca-
lized on an-atomic scale which is surrounded by a
neutralizing cloud with a radius of order a hundred
atomic separations. Thusin principle, the theorem
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holds for semimetals, but because of the long
screening radius there is a greater rese nblance to
an insulator than to a metal as regards ionic or
covalent character.

Acknowledgement. — I am very grateful to
Dr. Walter A. Harrison for searching criticism of
the Hartree calculations and to Prof. J. G, Phillips
for general discussions.
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