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The effective potential of the electron—ion interaction in a semibounded metal (potas-
sium) is calculated numerically, taking into account the local field correction in the
Hubbard form, using the local pseudopotential of Krasko—Gursky. The influence of the
metal /vacuum interface and the approximation for the local field correction on the behav-
ior of the effective potential of the electron—ion interaction is investigated.
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1. Introduction

The development of modern technology poses the task of obtaining materials with prediction of their
properties, the construction of devices whose essential features are strong spatial heterogeneity and
macroscopic manifestation of quantum effects. Despite the significant progress in the condensed mat-
ter physics, in fact, a microscopic theory of inhomogeneous systems remains at the initial stage of its
development. The scale of heterogeneity can range from atomic to macroscopic. The atomic structure
of a substance causes a quantum-mechanic and statistical description of inhomogeneous condensed sys-
tems as the most detailed and exhaustive. For condensed systems, we can obtain information on the
nature of interatomic interactions and the motion of atoms, using the conclusions of the many-electron
theory. Such a state of the theory of inhomogeneous metal systems is due to a set of requirements
that must satisfy the theory of inhomogeneous many-electron systems. The main requirements for
the microscopic theory are the need to simultaneously take into account the self-consistent effects for
electron and ion subsystems, dielectric screening, effects of exchange and correlation in an inhomoge-
neous electron gas, effects of discreteness of ion subsystem, effects of pair and higher interactions and
correlations in an inhomogeneous ion subsystem.

In Refs. [1,2], an attempt is made to construct a self-consistent many-particle microscopic theory
of non-uniform metal systems that would take into account equally the electron and ion subsystems.
In the framework of this theory, general expressions for a thermodynamic potential and many-particle
distribution functions of electrons in semibounded metal are obtained. This expressions are expan-
sions in degrees of a “difference potential” (the difference between a nonlocal pseudopotential and
the Coulomb potential of interaction between electron and a positive charge of a semi-infinite jellium
model) taking into account dielectric screening, effects of exchange and correlation in a inhomogeneous
electronic subsystem. In the case of a local pseudopotential, this theory is in agreement with Ref. [3].
In the presented paper, the effective potential of the electron-ion interaction in the semibounded metal
(potassium) is calculated, the effect of the local field correction and the metal/vacuum interface are
investigated.
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2. Model

We consider a semibounded metal, ions of which have charges Ze and Cartesian coordinates
R; = (X;,Y;,Z;), where —oo < X;,Y; < 400, —o0 < Z; < 0, z = 0 is the plane equation of

the metal /vacuum interface, j = 1,..., Njon. Electrons of a semibounded metal have coordinates r;,
i=1,...,N. A Hamiltonian of this model can be written as
h2 N 1 N 1on P2 1 Nlon Ze N Nion
H=—— A+ = R 1
Qm; Z+2,;1 Z—rj\+22M Z !R R; +;J1w(r“ i) (1)
= 1£] = =

where the first term is the kinetic energy of electrons, the second term is the potential energy of the
Coulomb interaction between electrons, the third term is the kinetic energy of ions (P is the operator
of ion impulse), the fourth term is the potential energy of the ion—ion interaction and the last term is
the energy of electron—ion interaction. We assume that the system is electroneutral, i.e.

ZNion = N.
We present the potential of electron—ion interaction as:
U}(I'Z', R]) = w(|rz — R]|) + AU}(I'Z', Rj),

where w(|r; — R;|) is a potential of the electron-ion interaction in the case of unbounded metal
(pseudopotential, Aw(r;,R;) is the deviation of the potential of the electron-ion interaction in the
semibounded metal from the one w(|r; — R;|).

We extract from the Hamiltonian (1) a Hamiltonian of the semi-infinite jellium model Hjey [4-
6], which is used as a basic system for the study of thermodynamic and structural properties of
semibounded metal. As a result, we get that

N Nion

H = Hjn+6H;+ Y _ > ow(lr; — Ry)), (2)

i=1 j=1

where

1on P2 1 Nlon Ze Q R)Q (Rl)
SHy; = dR [ dR/ =5
Z Z Ri-R;[ 2 / / R-R|

1 R)o. (R/) — (eN/V)?
Hion = “‘f+2‘éurf r;) E/dR/dR’QJF( )9+’ij/‘( V)

Vaurt (1) = Vien(rs) + Vion(r;)

is a surface potential acting on electrons,

eo+(R
w(lr; — R;|) = w(|r; — /dR
(v = Ry = w( + g far e

a “difference potential”,

2
umf € N (GN / / 1
=5 i dR dR [dR'—————
His Z +5 Z v Z/ R|+ e RoW

is the Hamiltonian of the homogeneous jellium, V' = SL is the volume of the system, S is the surface
area of semibounded metal, I determines the domain of the change of the electron coordinate, which
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is normal to the interface: z € (—=L/2,+L/2), S — 0o, L — 0.

eN/V — 04 (R)
Vate) = AR

is the part of the surface potential, which is formed semi-infinite jellium.

z

ion

‘/ion(ri) = AU}(I'Z',RJ')

<.
I
-

is the part of the surface potential created by the deviation Aw(r;,R;) of the true potential of the
electron-ion interaction in the semibounded metal w(r;, R;) from the periodic potential w(|r; — R;]).

eN

p+(R) = 04(Z) = 000(-2), 00= V/2

is a distribution of the ion density within the semi-infinite jellium model.

In the following, we assume that the potential of the electron-ion interaction w(|r; — R;|) can be
modeled by a nonlocal model pseudopotential [7—10]

Ze? :
w(|r; — R;) :—m‘FZfl’(\ri_RjDPl’a (3)

where

is projection operator, Y; ., is the spherical function [11], and
> Pi=1,
l

integers | and m are orbital and magnetic quantum numbers of electron, respectively The concrete
expressions of the functions fi(|r; — R;|) depend on the choice of the pseudopotential model.

3. Effective potential of electron-ion interaction

The electron—ion interaction in the metal due to the screening by the electron subsystem differs from
one, which is described by a nonlocal model pseudopotential (3). According to Ref. [1], the effective
potential of electron-ion interaction has the form

1 o0
w(r)|, 21, Z2) = %/ dqqJo(gry)) w™ (g, 21, Z2),
0

where 7| is the distance between an electron and an ion in the interface metal/vacuum, Jo(gr) is
the cylindrical Bessel function of zero order, wef (¢, z1,Z2) is a two-dimensional Fourier-image of the
effective potential of electron-ion interaction,

a2 =wla 2 -2+ oo [ df e vlan - A Wa N wle S - Z) @
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. . . 2 _olal - . . .
Here $ is the inverse thermodynamic temperature, v(q, z) = %Te e~ 4l is the two-dimensional Fourier-

image of the Coulomb potential, w(q, Z1 — z2) is a two-dimensional Fourier-image of a pseudopotential,
M(q, 2z, 2') is two-particle correlation function of electrons, which is the solution of such an integral
equation [12]:
o ,8 +oo  p+o0 o
M(q, 21, 22) = M(q, 21,22)+@/ dZ/ dz' M°(q, 21, 2) (v(q,z—2') =g,z — 2')| M(q, 7', 2),
—0o0 —0o0
(5)

where 9M°(q, 21, 22) is two-particle correlation function of electrons without taking into account
the Coulomb interaction between them, 7(q,z — 2') = %Zk el k(z=2") 7k(q), 7r(q) = Gr(q)vi(q),

vi(q) = q421€k2;2 is the three-dimensional Fourier-image of the Coulomb potential, Gi(g) is the three-

dimensional Fourier-image of a local field correction.

4. Results of numerical calculations and discussion

Further numerical calculations of the effective potential of the electron-ion interaction are made for
potassium (rs = 4.86ap) at the low temperatures, using the local pseudopotential of Krasko-Gursky |9,

10],
Ze?  Ze? r
w) = =25+ 22 (14 1) ok, (®

Te

with the following parameters for potassium [9, 10]:
Z=1, a=2671, r.=0.689ap.
Two-dimensional Fourier-image of the pseudopotential of Krasko-Gursky has the form

2nZé? alz| 1+a+ (qre)? | —\/irigroz 2!

T+ (qre)? (T (qro)2)’P o

w(g,z) = e~ 17 yorze? [

The surface potential Vgt is modeled by the infinite potential barrier

z>d,

m’
Vaut (2) = { 0, z<d

(7)

and the local field correction is taken in the Hubbard form for the homogeneous electron gas [13,14]

Gr(q) = §m,

(®)

a two-dimensional Fourier-image of which has the form

2

D(gy 2 — ') = —2C o~ VPHERF =2
V@ +ERE

where Kp = +/2mu/h, p is a chemical potential.
Numerical calculations are performed for the following cases:
1) without taking into account the local field correction (7 = 0) in the integral equation (5);
2) taking into account the local field correction in the integral equation (5) in the Hubbard form (8)
with the following values of &:
e ¢ =1 (the Hubbard approximation);
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e ¢ =2 (the Geldard and Vosko approximation);
o ¢ =1+42/(nrKpap) (the Animalu approximation);
o {=1+4/(rKrap) (the Sham approximation).

In Fig. 1, the dependence of the effective potential of the electron-ion interaction on the distance
between electron and ion in the metal /vacuum interface is presented, the electron and ion coordinates,
which are normal to the metal/vacuum interface, are fixed and coincident. In the depth of the semi-
bounded metal (see Fig.1la), there is observed a potential well, the depth of which depends on the
chosen approximation for the local field correction. If electron and ion approach the metal/vacuum
interface, the depth of the potential well decreases (see Fig. la—1f).

The Hubbard approximation, as in the theory of homogeneous metal, causes the deepest potential
well, and the Sham approximation — the smallest, the rest of the considered approximations provide the
intermediate values of the depth of the potential well. Taking into account the local field correction leads
to a significant deepening of the potential well, than is in the case of the random phase approximation.

In Fig. 2, the dependence of the effective potential of the electron-ion interaction from the electron
coordinate, which is the normal to the metal /vacuum interface, the ion coordinate is fixed, the distance
between electron and ion in the metal/vacuum interface is zero. In the depth of the metal (see Fig.2a),
the potential wells on the left and right are symmetric; there is no influence of the metal/vacuum
interface at such distances. If ion approaches the metal/vacuum interface, the potential well on the
right decreases (see Fig.2¢-2f).

Figs. 1,2 show that the effective potential of the electron-ion interaction is less sensitive to the
choice of approximation for the local field correction than the effective potentials of the electron—
electron interaction [15] and the ion—ion interaction [12]. This is due to the fact that the induced
interaction between electron and ion is insignificant compared to direct electron—ion interaction.

In Fig. 3 the dependence of the effective potential of the electron-ion interaction on the distance
between electron and ion in the metal/vacuum interface and the electron coordinate, which is the
normal to this interface is given, while position of ion is fixed. Numerical calculations are performed for
¢ =1 (the Hubbard approximation). In Fig. 3a, the effective potential of the electron—ion interaction
is shown when ion is deeply in the semibounded metal, i.e. in the absence of the influence of the
metal /vacuum interface. From this figure it is clear that the effective potential of the electron—ion
interaction is axially symmetric. The same is clearly seen from Figs.1la,2a. The breaking of axial
symmetry with the approach of ion to the metal/vacuum interface is clearly seen from Fig.3c-3f.
If ion approaches the metal/vacuum interface, the potential well on the right decreases, the induced
electron—ion interaction decreases as a result of a decrease of the electron concentration near the
metal /vacuum interface.

From Figs. 1-3 it is evident that if electron and ion approach from the depth of the semibounded
metal to the metal/vacuum interface, the screening effects decrease as a result of a decrease in the
electron concentration. If electron and ion move from the metal /vacuum interface to the vacuum, the
effective potential of the electron-ion interaction tends to the potential of electron-ion interaction

lim weH(TH, 21, ZQ) = w(rH,zl - ZQ),
Z1,Z24)OO

i.e. the integral term in Eq. (4) disappears because the two-particle correlation function of the electrons
M(q, z,2') tends to zero with moving of the electrons to the vacuum.
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Fig. 1. The effective potential of the electron-ion interaction as a function of the distance between electron and
ion in the parallel plane to the metal/vacuum interface.
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Fig. 2. The effective potential of the electron-ion interaction as a function of the electron coordinate, which is
normal to the metal /vacuum interface.
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Fig. 3. The effective potential of the electron-ion interaction as a function of the electron coordinate, which is
normal to the metal/vacuum interface, and the distance between electron and ion in the parallel plane to the
metal /vacuum interface.
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