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Analytical evaluation of multicenter multielectron
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Using expansion formulas for central and noncentral interaction potentials (CIPs
and NCIPs, respectively) in terms of Slater type orbitals (STOs) obtained by the author
(L.I. Guseinov, J. Mol. Model., in press), the multicenter multielectron integrals of arbi-
trary interaction potentials (AIPs) are expressed through the products of overlap inte-
grals with the same screening parameters and new auxiliary functions. For auxiliary
functions, the analytic and recurrence relations are derived. The relationships obtained
for multicenter multielectron integrals of AIDs are valid for the arbitrary quantum
numbers, screening parameters and location of orbitals.
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1. Introduction

It is well known that the multicenter multielectron integrals are of funda-
mental importance in the study of multielectron properties for atoms and mol-
ecules when the Hylleraas approach in Hartree—Fock theory is employed [1].
However, the difficulties in calculation of these integrals have restricted the appli-
cation of Hylleraas approximation in quantum chemistry. In the literature there
is renewed interest in developing efficient methods for the calculation of multi-
center multielectron integrals over Slater type orbitals (STOs) (see, e.g., [2-5] and
references quoted therein). Older work are reviewed in [6,7]. It should be noted
that the preexisting formulas for the evaluation of multicenter multielectron inte-
grals of interaction potentials do not generally apply to arbitrary Central and
noncentral interaction potentials (CIPs and NCIPs respectively).
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In [8], by the use of complete orthonormal sets of W*-ETOs [9] we pre-
sented a particular method for obtaining the addition theorems for STOs and
Arbitary interaction potentials (AIPs) which has been utilized for the evaluation
of multicenter multielectron integrals of CIPs and NCIPs in terms of two-cen-
ter overlap integrals with the same screening parameters. The aim of this work
is to establish the series expansion formulas for multicenter multielectron inte-
grals through the overlap integrals and auxiliary functions using the expansion
formulas for AIPs derived in [8].

2.  Expressions in terms of two-center overlap integrals and auxiliary functions

The multicenter multielectron integrals of z-electron operator over normal-
ized STOs arising in calculations on atoms and molecules with N-electrons
(2<t < N) in molecular coordinate system are defined by [§]

ac,bd,gh,... ef

_ * - ;7 - - * ;7 -
LD, PPy D3 Pyree PLDIT —/Xpl(flal’al)Xp’l(Cl,Fcl)sz(Cz,i’bz)Xpé(Cz,i’dz)
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In order to evaluate the integral (1) we utilize the following expansion formulas:
for one-center expansion of AIPs in terms of STOs
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for expansion of AIPs through the product of STOs (addition theorems)

12
fuvs (U,721)=fu (77,”21) (2U+1) Sus (9217 §021) (7)

K N p—1 v Ntk—at+lp'-1
4 - N

n'3/2 glgllw Z ZZ Z Z Z Z Y}z{lj}i\’l%’:y

—00 k=v+1 pu=lv=00=—v pu'=1 V=00'=—V'

X1, 0') Xyve (0 Fa1) Xpwor (0 Fa2) (8)

for expansion of electron charge densities in terms of STOs

1 N p—1 v
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where « = 1,0, —1,-2,... ,p=nim, p'=n'l'm’, 1 =puvo, z=¢+¢ and

RN P Sty for u >0, (10)
BXX (n.n) = ( ) K
e 2v+1 > QUU(K)PL () for u <0, (11)
pn=v+l
0
P (1, ) = / Fun PRy o', PP (12)
0
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N
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Zkvs,/‘ilfa = Z QMI;L’(N)gkuli,]://fava‘ (14)

w=v+l

See [10] and [11] the exact definition of the coefficients WV, Q' and
g**V'?' respectively. Here, the quantities Z%" are the expansion coefficients of
addition theorems for STOs established in [8]. It should be noted that the values
of integral (12) are determined by the arbitrary radial pats of interaction poten-
tials and STOs.

Now we can move on to the evaluation of multicenter integrals (equation
(1)). For this purpose, we use the expansion theorems (6) and (8) for AIPs which
were derived with help of complete orthonormal sets of W*-ETOs introduced in
[9]. Then we obtain:
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where

K =[(K31K41... K1), (K32Kap ... K2), ..o, (Ki—11-2K1i-2), (Ki—1)],
k = [(kstkar ... k1), (kaokaa .. ki), ooy (Ki—1i—2kie—2), (ker—1)],
N =[(N31Na1...Ni1), (N32Naz ... Np2), ..., (Ni—11-2Ny—2), (N1,
q =[(g31941 - --q11), (g32942 - - - G2), - -+ s (Gr—11-2G11-2) s (qui—1)],

4 =G990 @aho - G2)s -+ @ _1—2G1—2)s (@l D],

v+ 1<k <Kij, qij = pijvijoij, 1<pip <Nij, 0 — 1, —vij <oij <vij,

!/ /

/ / / /
qu _sz l] l]alguljgNl]—"_kl]_a—"_l’Ogvl‘lgl‘L”_1’ _Ul]<011<v117

St =0 for [j; > tij + kij + 1 and the quantities J and S are defined

TkijUS, 14ijVijOij T

by
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X X ('3 Ta1) = Xgeos '3 Fa) Xgn (05 Fa1)
X Xp G Te) fr (' F12) X (' Pa2) Xgao (13 Ta2)
X X2 (N3 Ta2) = Xg (03 Ta2) Xy (G20 F2)

XX, (83, Faz)dvrdvs (16)
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...agh —1 - - -
S dganpp, = (VAT / Xg, (' Fa3) Xy (0, Fa3) Xqu (0 Fa3) - -
X Xgis ('3 Ta3) X ps (83, 7g3)X;3(§3/, Fp3) dvus (17.3)
SZ;:Z;;‘IHS{-‘I;(—IPYIJ; = (V4™ ,/ X;;l ar, ?“’)X;,’z(n/’ Fat) Xy 01 Tar) -+ X;t/z—l

X(T]/, 7at)Xp, (&, 7et)X;;(§;/’ 17_f;)dv; (17.t)

The analytical relationships for one-electron integrals (equations (17.3)—
(17.t)) in terms of two-center overlap integrals with the same screening param-
eters have been obtained in [8]. With the evaluation of two-electron integrals
(equation (16)) we use the charge density expansion formula (9) and equations
(27) and (28) of [8]. Then, the integrals (16) can be expressed through the fol-
lowing basic two-electron one-center integrals of AIPs:

: 1 - - -
g:(@nZ) = _/fX;(Zaral)fr(narZI)qu(Z»ra2)dV1dV2, (13)
4

where ¢ = uvo, ¢’ = u/vio’ and t = uvs.

For the derivation of expression for the integral (18) we take into account
equation (6) for the one-center expression of AIPs in terms of STOs. Then we
obtain:

K

J@na) = Jim Y B O S ), (19)
k=v+1

where n’ =n for u >0 and ' =z for u < 0 and

S}LUO’

1 - -
wvo,kus (z, n/’ Z/) = ﬁ / Sl,(,vo"kvs (z, 77/; ra2)X/L’v’J’(Z/» Tq2) dVs. (20)

Here, the quantity S, xvs 1S the overlap integral defined by

o k05 (@0 73 Fa2) = / X 20 ) Xaos 07 Fa) AV 1)

In order to evaluate the integral (20) we utilize equations (5) and (17) of
[12] for the rotation of two-center overlap integrals:

min(v,v)

Zv‘;icm (Z 77 Z) - Z Tv);rvu(ry RM\)A kU}\,(Z 77 Z) (22)
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where
T]))‘(;"L;’ \/_ % vo, US(Q’ (p)SU’O"(e’ (0) dQ
— 2 vuy’
(14 8,0) @0/ + D)2+ 70
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i=—
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pu—a+k—p+g—m 1
x Yy I BT ), (24)
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Here y = |o|, & = |s|, 0/ = &, liy + @|. The symbol >~ @ indicates that the
summation is to be performed in steps of two. For y = @ and ¢,;, = —1 terms
with a negative value of index i(i = —1) contained in (23b) should be equated
to zero. The relationships for Clebsh-Gordan coefficients through the binomial
coefficients are given in [13]. The quantities B} (¢, b) are the auxiliary functions
defined by

oo

B!(t,b) = / By (tx)x"e b dx, (25)
0
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wheret:ijr—z:, b=1+% and
1
Bi(tx) = / vhe= v dy, (26)

-1

Fort =0 (n' =z and b =1 + 7’/z) we should use the relation:

14+ (—=DF n!
B!(0,b)) = ———— . 27
k( 9 ) k + 1 bn+l ( )
The auxiliary functions Bj (¢, b) have the following symmetry property:
B (~t,b) = (=D B} (1, b). (28)

As can be seen from the formulas obtained in this study, the multicenter
multielectron integrals of AIPs are expressed through the auxiliary functions B}.

3. Expressions for auxiliary functions

In order to derive the analytical and recurrence relations for auxiliary func-
tions By we use equation (25) for ¢ # 0 in the form:

1
Bi(t.b) = =7 Bi (p), (29)
where p = b/t and
B = Bl p) = [ B’ ™ d (30)
0

By the use of well known analytical and recurrence relations for the auxil-
iary functions B (x) (see [14,15]) it is easy to establish for B}(p) the following
expressions: analytical relations

m! (p_l)n—k+m - (p+1):l—k+m

i K—ktm—1)! [ 1" 1 ] for n > k, (3la)

m=0

_ +1
. n!F, (k) (—p)*" In 212
B (p) = P p-l

k
+y BB pyeongpp 1y~ (p - Y for <k, (3lb)

m=!

m=#n

recurrence relations
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B (p) = (k + 1)B*(p) + n! SO — : (32)
k+1WP) = k\p) T n (p— Dt (p+ DnHl |
1+ (=1
B (p) = —pBY(p) + (33)

k+1

Using these recurrence relations, the auxiliary functions B[ (p) can be calculated
from the functions B{(p) determined by

In 251, for n =0, (34a)
n p
B() (p) = 1 1

The auxiliary functions B} (¢, b) can also be calculated from the following series
expansion:

n!l e 14 (=1)ktm
Bl (t,b) = F, —t/b)™", 35
k( ) biz+lm=0 k+m+1 (n+m)( /) ( )
where || = th_,ﬂz, < 1. For the derivation of equation (35) we have taken into
account the relation
e (E0f
er=Y (36)

k=0

As can be seen from the formulas of this work obtained by the use
of complete orthonormal sets of W! W w—! w=2 ... ETOs, the evaluation
of two-electron multicenter multielectron integrals of central and noncentral
interaction potentials is reduced to the calculation of two-center overlap inte-
grals and auxiliary functions. These formulas are correct for arbitrary values of
screening parameter (1 >0). Thus, with the aid of the different relationships that
have been obtained in this study for « = 1,0, —-1,—-2,---, one can calculate
the multielectron multicenter integrals of screened and nonscreened interaction
potentials over STOs.
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