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In the paper we investigate the distribution function of a diagonal type of
disorder, their relation with microscopic model parameters and structural
correlation functions. The conditions are obtained for which the distribu-
tion of random values of atomic energy levels will be of Gauss type. The
numerical analysis of dispersion D is performed. The distribution to the
hydrogen-like atom chemisorption on an amorphous system is applied.
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1. Introduction

In the theory of structurally disordered systems, traditionally diagonal and off-
diagonal types of disorder [1] are used. In particular, the diagonal type of disorder
describes fluctuations of one-cite parameters (energies of electronic atom levels, ran-
dom magnetic or electric field on atom etc.), and off-diagonal disorder describes
random transfer integral values, or other two-cite descriptions. Often diagonal and
off-diagonal disorder types are used together in one model and can bring some un-
conformity.

In the theory of amorphous systems, disorder is determined by random atoms
position, configurations of which are described by correlation structural functions.
Diagonal disorder is caused by random atoms configuration. In some studies, namely
in [2-3], equilibrium distribution functions of some models are calculated. Also, very
important is the problem of the correct definition of disorder correlation functions
in the problem of Anderson localization [4]. However, different model distribution
functions of diagonal random parameters for systems are often used (regular distri-
bution, Lorenz distribution, Gauss distribution etc.).

In the paper we investigate distribution functions of diagonal disorder, their re-
lations with microscopic model parameters and structural correlation functions. In
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section 2 the model of random media with the probe atom are considered. There is
shown the physical mechanism of diagonal disorder type and in section 3 distribu-
tion functions are obtained in some approximation. In the structurally disordered
system atoms position are random. The total effective potential, which is created by
randomly located atoms in some media point, is the random value. This potential
is of Stark type and shifts electronic levels of atoms. That position of the levels in
the dependence on the localization point of the probe atom, is the random value as
well. Finally, the obtained results are discussed in conclusions.

2. The model of disordered media

Let us consider a microscopic model of structurally disordered media: the system
of N atoms, which are located in positions Rq,...,Ry in the volume V' and the
impurity atom in R position. The initial Hamiltonian of the model in the coordinate
image is as follows:

B= o Y A Y Y ViR,

1<i<Ne ISiSNe ISGSN

Y Wl Ro D4y Y Wk ) )

1<i<Ne 1<i#j<Ne

Here V(] r — R; |) and Vi(] r — Rg |) are electron potential energies in the field of
atom with coordinate R; and in the field of impurity R, respectively. The value
W (| r; —r; |) describes the energy of Coulomb electrons interaction.

The solutions {¥,(r — R;), &,} of Schrodinger equation in the field V(| r—R; |)
and the solution {¢,(r — Ry), E,} of Schrodinger equation in the field Vo(| r—Ryg |)
are known. The functions ¥,(r — R;) and ¢,(r — Rg) are used as the basis for
expansion of field operators. For simplicity we use as a basis only valency s-orbitals of
the atoms. For such orbitals notations U(r — R;) and ¢(r — Ry), the respective atom
levels &y and Ej are employed. The problems of incompleteness of such Gilbert space
basis and physical consequences of it are well familiar and they are not discussed
here.

The Hamilton operator of disordered media in secondary quantization represen-
tation is

H=C+ Hy+ Heor. (2)

The non-operator part of Hamiltonian (2)

C = ~Uplion) (o)) = 3 Ulige) (i) — 3 (R, — Rol) (i) (i) (3)

1<GEN 1<GEN

is electron-electron effective electrostatic interactions. Values (n;) = (fjr) + (1),
(no) = (Noy) + (Ngy) are the thermodynamically averaged number of electrons, local-
ized on j-th atom and on impurity atom, respectively. Hereinafter the symbol (...)
means the average over a grand canonical ensemble.
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The effective one-particle Hamiltonian of the model is

F[O = Z Z gjpa;ro.ajg + Z Eodargd(]o + Z Z Crija’;trfajg

1<jSN o=1,4 =14 1<i#jSN o=1,]
+ Z Z Oa dog + Vo,jdaroaw). (4)
1<j<N o=1,])

Here aj, (a},) and do, (dg,) are Fermi annihilation (creation) operators of electrons
on Rj;-th atom and on R, impurity atom, respectively. Further in the paper we
employed notations n;, = a;;aja and g, = darod()(7 for the operator of number of
electrons in localized atom states, and both n; = n; 4+ +n; | and 1y = 7y 4 + Ng | for
the operator of the total number of electrons.

The operator of electron-electron correlations in Hamiltonian (2) is

H,., = Z 0M050M, o—i—— Z Z Mg o

o="T,0 1<jEKN o=1,4
+ Y U(IR; — Ro)dn;0n,. (5)
IR Y

In this expression we employed notes dnj, = 7, — (Njs), and dfg, = Mgy — (Noo)
for operators of fluctuations of the number of electrons, localized on the atoms in
the point of their averaged thermodynamic sense. The parameter U is the energy of
Hubbard interaction between electrons, which are localized on s-orbital media atom.
The Uy is the energy of Hubbard interaction between electrons, which are localized
on the impurity s-orbital.

The renormalized energy of localized level on R ;-th atom and on the impurity
atom has the following structure

gj,a - 8() —|— U<ﬁ/j,7o'> —|— Agj, (6)
EU = EO —|— U0<TAIO7,J> —|— AE (7)

Here media and impurity atom level shift, respectively are

AZ; = (R = Rol) + Uo([R; — Ral) (i)
Ly (R, — Ryl) + U(IR; — Raf) (). (8)
i=1(i#j)

AE = Z[ (IR = Ry} + Uo(|Ro — Ry|) (7). (9)

In these expressions the parameter ®(|R; —Ry|) describes the j-th atom level shift
under impurity pseudopotential effect

Bo(|R; — Ro|) = / ¥(r — R,)Vo(Jr — Ry} dr. (10)
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Here Vy(Jr — Ry|) is pseudopotential of impurity. The electron effective energy in
the R;-th atom potential field is

B(Ro-Rj) = [ ¢ Ro)V(ir— Ryf)dr

1 e2xRoj _ 2R, [1— /<;2Roj + RO]’]
Ro (s = 1P+ 12 |

(11)

where V = —(=Ze?) /ag, Ry; = |Ro — R;| and qq is the Bohr radius of the hydrogen
atom. Here we used the model pseudopotential

J

— 72
V(e = Ry[) = e
r — R,
where Z is the effective charge value of the ions and the parameter x > 0.
The Coulomb integral

Uo(JRo — Ry|) = //ch(r —Ro)W(|r — /) ¥?(r' — R;) drdr’, (12)

is the averaged interaction energy between electrons, one of which is localized on
U(r — R;) orbital of media atom, and the second is localized on ¢(r — R ) impurity
orbital. For s-orbital, this energy depends only on the distance between atoms. The
values AE; and AE are random, because the atoms configuration R4,...,R,, of an
amorphous system is also random. The distribution function of AE random value
in the next section will be obtained.

3. Distribution function of off-diagonal and diagonal disorder

In the case of amorphous media, the atoms configuration is convinient to be
described by collective variables [5]

N
Z sz k ?é 0.

ﬂ\

Here k € A note the wave vector, which takes values in a quasi continuous impulse
space A:

A={k: k= Z 21V P00, Mo €Z, (€n,€5) = dup}

OC:$7y7z
The structure of amorphous media is described by correlation functions

e 1 amm irr
Spn(K1, - - Ko )0t k0 [\/—N} (D - - Preg ) (13)
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which are the irreducible averaged by the configuration from the product of collective
variables. The operation of the configuration averaging enabled us to define in the
following way

(.. )r = /(dpk)P(. e (). (14)

Density fluctuation probabilities distribution function are approximated by Gauss
law

PrP—xk
P(.pe-)=]] [ ] (15)
k#o[\/Qng } 10 So(k)
Dispersion of Gauss distribution fluctuations
5.0 = [ (@) pep-i P (16)

is the pair structural factor of the system. In the present model Sy(k) is the model
function, which contains adjustment parameters. Integration symbol for collective
variables is as follows:

[t H/dRegk/dImgk< )

where o = Re ox —iIm gi. The real and the imaginary parts of collective variables
satisfy the conditions that Re px = Rep_x and Im px = —Im p_y.

Energy of localized level of impurity (9) depends on a random configuration of
the atoms. By neglecting the values of a higher order for density fluctuations gy, the
expression (9) may be rewritten in the form:

E, = E, + Aloy]. (17)

The level energy independent on the random configurations is

_ N /~ -
B, = By + Uolito, o) + 37 (@0 +nlb) (18)
The fluctuation part of E, as a function of gx may be written in the form:
N ~ .
Alo] = § > ((I)k + ﬁUk) o-e KR, (19)
k£0

Here m = N~' Y (n;) is the average thermodynamic number of electrons, localized
j=1

on the atom orbitals in computation per one atom. The coefficients ®, U, are

Fourier-components of Fourier series expansion of the effective energies of electron-

electron interactions

I~ | I~ wm m
(I)s(|RO . Rj|) _ V Z(bkelk(RO_R])’ Uk(|RO _ Rj|) — V ZUke k(Ro RJ). (20)
k k
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The inverse transformations are

O = / o, (R)MRIR, U, = / U(R)e {<RGR, (21)
\%4 \%4

For a diagonal type of disorder, the energy probability distribution function of
localized states can be calculated by the formula

P(E,) = (0(E, - E,{R}) (22)

R.

Using the expansion of §-function in Fourier series and distribution function
P(...,0x,...), given by formula (15), for P(E,), we obtained

1 (E, — E,)?
P(E,) = ex (— 7) 23
(Er) = oo (- 2
where the dispersion of distribution is
1 - 2
D= ; (@k + ﬁUk> Sa(k), (24)

and S5 (k) is the pair structural factor.

D
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Figure 1. Dispersion distribution dependence on atoms density.
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4. Conclusions

The conditions are obtained at which the distribution of random values of atom
levels will be of Gauss type. These conditions are:
1) Hartree-Fock approximation for Coulomb and exchange electron-electron inter-
actions;

N
2) Gauss fluctuations distribution gy = \/—% ]; e*Ri of atoms density.
In this case the dispersion has the following structure

D=3 f(R)S,(h). (25)

To qualitatively understand the obtained result, we depict dispersion D dependence
on atoms density 7 at fixed microscopic parameters in figure 1. The structural factor
of system Sy (k) is in Percus-Yevick approximation for a hard core. With the increase
of the density atoms, the dispersion monotonously decreases for physical reasons.
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LiaroHanbHU Ta HegiaroHanbHU TMNN 6e3nany y
¢$i3vLi KOHAEeHCOBAHOIro CTaHy

tO.PynaBcbkui, IMoneginok, KO.MeTtpis

HaujoHanbHuii yHiBepcuTeT “JIbBiBCbKa MONITEXHIKA”,
79013 JlbBiB, BYn. C.Bangepwn, 12

OtpumanHo 28 cepnHa 2000 p., B OCTaTOYHOMY BUTMISA| —
1 nnctonaga 2000 p.

B cTaTtTi pocnipxyeTbcsa dyHKLiA po3noaiy giaroHansHoro tuny 6eana-
ay, ii 3B’30K 3 MiKPOCKONiIYHUMM NapaMmeTpamMm Moaeni Ta CTPYKTYPHU-
MU KopenauiitHumMm eyHkuigsmm. OTprMaHi yMOBU, NpUY IKMX PO3MNoaiNn BU-
NnaZikoBUX BEIMYMH aTOMHUX EHEPI'eTUYHKMX PiBHIB Oyae rayCccoBoro Tu-
ny. NMpoBeneHnin YncenbHU aHanis gucnepcii D . Posnogain 3actocosa-
HWI 0o Nnpobnemn xemocopObuii BOOAHEBONOAIOHMX aTOMIB Ha aMOPHiit
MOBEPXHI.

KniouoBi cnoBa: aMop@Hi cuctemu, CTPYKTYPHI QYHKUII, AlaroHaibHW
6esnan

PACS: 73.20.H, 82.65.Y
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