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The simpler formulas are derived for the complete orthonormal sets of exponential-
type orbitals, momentum space orbitals and hyperspherical harmonics and their expan-
sion and one-range addition theorems. The continuum states are not properly included
in these functions. The analytical formulas are also obtained for the overlap integrals
over W*-ETOs, their extensions to momentum and four-dimensional spaces and STOs
with the same screening constants using addition and expansion theorems derived
in this paper. The complete orthonormal sets of functions and their expansion and
one-range addition theorems obtained can be useful in the study of different quan-
tum mechanical problems when the coordinate, momentum or four-dimensional spaces
employed.

KEY WORDS: Exponential-type orbitals, momentum space orbitals, hyperspherical
harmonics, one-range addition theorems

1. Introduction

It is well known that the hydrogen-like orbitals and their extensions to
momentum and four-dimensional spaces by Fock [1,2], i.e., the momentum space
orbitals (MSOs) and hyperspherical harmonics (HSHs), are awkward to use as
basis sets because they are not complete unless the continuum is included. To
remedy this situation, in recent publications [3-5], we suggested the sets of W*-
ETOs, ®¥-MSOs and Z*-HSHs which are complete without the inclusion of the
continuum, where —oo < « < 1. For these functions, in [4,5], the analyti-
cal relations, and expansion and one-range addition theorems in terms of STOs
were obtained. The aim of this work is to derive the new simpler formulas for
functions ¥, ®* and Z¢, their expansion and addition theorems and to yield
the method for the calculation of multicenter integrals when the Hartree—Fock—
Roothaan approximation and correlated methods are employed.
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2.  Expressions for V*-ETOs, ®“-MSOQOs, and Z*-HSHs

In order to establish the formulas for the complete orthonormal sets
of functions W%, ®* and Z% in coordinate, momentum and four-dimensional
spaces, respectively, we use the method set out in [5]. Then, we obtain the fol-
lowing results:

nim (&) = Ry (&, 1) Sim (F/r), (1a)
U (CF) = Ry (8, 1) Sim (FIr), (1b)

o (£, k) = T, k) S (KK, (2a)
Dy (¢, k) = Ty (L, k) Sy (k/K), (2b)
nim (&5 BO®) = P(L, ﬂ)Sfmw, ), (3a)
Zim (£, BOQ) = Pryy(5, B)Sim (0, ). (3b)

Here, S, and S, = (—i)'S),, are the spherical (complex or reel) and modified
spherical harmonics, respectively, and

VR

where p =2l +2—aq=n+I+1—a, -0 <a <1,t =2tr,x =¢/t2+ k2,

y =cos 8 and
o el @—pr 7
im0 g "
—a y (bz)“(q—p)!}”z
N, = (-1 _— .
= )[ (q1)3

RY(L, 1) = Q0)PN% e~ szP(r) (4a)
Ry(¢.r) = Q0PN e M LY (1), (4b)
6. 1) = 22N () 22 ST 4 Dty o), (52)
a1 (&, s .yb X 1 a
\/_ 2 s=0 ! a
21N, N ! 3
I, (¢, k)= Vint =12 D s—at Dyl @0) TR, L (), (5b)
In
(¢ B) = F o 22N Sinl Z (s + Dy @B o), (6a)
2INN
P, B) = Nt i Z(s—a+1>!yq”s(2y>l+‘ a3t (). (6b)
s=0

(7b)
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Here, C* is the Gegenbauer polynomial. The Laguerre coefficients yq’i occurring
in these equations are determined by

q—p
LY@ty =D vt ®)
s=0
Vas = (=DP*(q — )1Fy(q) Fpas(q), )
where
_ q!/[s!(q -5 for 0<s<gq,
Fs(q) = {0 for 5 <0,5s >gq. (10)

The W*-ETOs, ®*-MSOs and Z*-HSHs are orthonormal with respect to
the functions W*-ETOs, ®"-MSOs and Z"-HSHs, respectively,

/ nlm(g r)llj n'l'm (g, I”)d = Spn S11" Sy’ (11)
/ O (£, Ry D (£ VAR = Sun 11 Sy (12)
/ 2% (€2 BOGYZ (¢ PO, BOG) = SunsS1tSyumr (13)

.2

where dQ(¢, B0¢) = {3(SZL4’ZdﬂSin0d0d<p O<B<H/20<0<m0<g<
0S

27).

3. Expansion theorems
3.1. Expansion theorems for ETOs

Let us obtain the expansion theorems for product of two ETOs, represent-
ing it as a finite sum of ETOs term. The results will enable us to get the addition
theorems for the complete sets of functions in momentum and four-dimensional
spaces.

The products of the ETOs are transformed to their linear combinations,

n+n—1N 1 L

> > Z BENEM (W (2. 7). (14)

N=1 L=0M=

<2z>3

G (G PV, F) =

where n = g/g/ and z = ¢ + ¢’. Using the orthonormality relation (11) for the
expansion coefficients occurring in equation (14) one gets

V4 a o 3=
BeNLM, ,(n)zﬁ W (L W, (& T DA (15)
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Now we substitute equations (1a), (1b), (4a), and (4b) into the integral in
equation (15), use equation (8) for the Laguerre polynomials and the following
linearization formula for spherical harmonics:

B Lo 12
Sin (0. 9)Srm (0. 9)= > (T) CHMIm, I'm"yAM 5% ,,0, @) (16)
L=|l-I'| M=—L

(see [6] for the exact definition of the Gaunt coefficients). Then, one gets the
desired result,

BONLM 1y = 2L + 1)2CEMI (g, l/m’)AnAfm/B;ﬁ/Ly(Ul (17)

nlm,n'l'm

where

aNL AT AT AT
By () = Ny Ny Ny

q—pq'—p' Q-P

XD D D vasVeevosU s+ +5'+ L
5=0 s'=0 S=0

+S —a+2)!  — . 18
“ )(1+1/n) (1+n) (1)

Here p = 2I4+2—a,q = n+l+1—a, p' =2I'+2—a, ¢ = n'+l'+1—a, P = 2L+2—«
and Q = N + L + 1 — «. It should be noted that for ¢ = ¢'(n = 1 and z = 27),

the coefficients Br‘i‘/\; 91, do not depend on the parameter ¢, i.e.

q—pq'—p' Q—P
BN = NSNS NyL D D D visvovhsU+s+1+5 + L+ S —a
s=0 5'=0 S$=0
+2)1( lﬂ)l+s+l’+s’+3’ (19)

aoaNL _ paNL
where By = Bnl’n,l,(l).

3.2.  Expansion theorems for MSOs

The formulas obtained in this section for the expansion theorems of MSOs
are closely related to the addition theorems in the coordinate representation. Let
us consider the expansion for product of MSOs:

n+n'+1 N—-1 L

* - - 1 X -
P C Oy C ) =y D0 D1 D Dy e @ 6. (20)
N=1 L=0M=—-L
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where
Do = dm e / O, ()%, (¢, By, (¢, DK, @1)
In order to calculate this integral, we substitute the expressions (2a), (2b),

(5a), and (5Db) into the integral in (21), take into account equations (8), (16) and
the following expansion relation for the product of Gegenbauer polynomials [4]:

)l (0)Ch (x) =D (=1 dh L, xyrtn =2, (22)
N
m/

where 0 < s < E(n2) + Em'2) + E(n"2),0 < m < min[E(n/2), s],
0 <m' <min[E®R),s—m], and E(n2) = 1 [n ~la- (—1)")] (see [4] for

the exact definition of Gegenbauer coefficients dnm). Finally, using the result [7]

dx = Mn, (24)

X
/ /1—x2  22mln—1)!
0

we obtain for the expansion coefficients occurring in equation (20) the following
relation:

D"‘N“Vl, = (=)D 4 1Y RCLIMI gy I'm'AM Dgl’\:ﬁl,, (25)

nlm,n
where
q-pq'—p Q—P )
2 -
DNE, = 2N LING NG Ny DD D (s + D"+ Dyl

s=0 s'=0 S$=0

, 1
(S —a+Diyhs D (—IH'F (5(1 +I'+ L+ 2))
i
j {l+1,0+1,L+1
Z (_I)st-i-l,s’-i-l,S—a—f—l,j X F%(l+l/+L)+s+s/+Sfoz+ifj+4

(2[%(l+l’+L)+s+s/+S—oz+i—j+4]—1), (26)

) ()

where 0 <i < J(+1'+L+2) and 0< j < E () + £ (F
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3.3. Expansion theorems for HSHs

It is well known that the MSOs are identical with the HSHs arising in the
four-dimensional representation, except the momentum space coordinates k,, ky
and k, have been replaced by g, 6, and ¢. Therefore, the expansion theorems for
products of HSHs are obtained from equation (20), i.e.

n+n’+1N-1 L
i (€. BOP) Z3$01, (£ O9) = £ ;3/2 > > Z
N=1 L=0M=
DeNLM Z(XLM(C /39(0) (27)

nlm,n’l'm

DaNLM

e are determined by equation (25).

Here, the expansion coefficients

4. Addition theorems

In order to obtain the addition theorems for ETOs, MSOs and HSHs, we
shall use the following formulas on expansion of the exponentials into series over
products of ETOs and MSOs [4]:

/

oo n'—1
e = (2m)¥? Z > Z B (. R)WE, (ELF), (28)
=10'=0 m'=-I
oo n'=1 I
=D DD W (C DR, (2K, (29)
n'=110=0 m'=-I'

where 0 < ¢ < oo.

4.1. Addition theorems for ETOs

Let us consider the Fourier transforms of the functionsW?, (¢,7 — 13),

« (¢,F—R) = (Q2m) 3> / TRy (r, bdk. (30)

Substitute the expansion (29) into the integral in (30), the result is

oo n'—=1 I

W@ =R =D > > Wy, F)

n'=11'=0 m'=—I'

[ / kR (¢ B)o%, (¢, E)d%?] . (1)
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Next, we use equation (20) for the expansion theorems of MSOs and the Fou-
rier transforms of the functions W% (¢, R) and ¥%, (¢, R) Then, one gets the

nlm nilm
desired result,

oo n'—1 I

nim (&7 = Z > Z “Spm nzm(G)‘I’ "t (7). (32)

=10'=0 m'==-0'

—
im.n - (¢, C; R) are the two-center over-
lap integrals with the same screening constants:

Here, the quantities “S7, . /(G) =45

angm,n/l/m/(f’f;z):/ (L (T -RET

n+n'+1 N—-1 L

(24)3/2 > > Z Dyt YL € —R). (33)

N=1 L=0M=

Taking into account equations (4a) and (36) in (33), the overlap integrals can be
expressed through the Laguerre polynomials and solid spherical harmonics:

N n+n'+1N—-1 L
S G G R =P ST ST ST AN 1 (YT (= G, (34)
N=1 L=0M=—

where E = 24“13 and

ACNLM | — QL + I)I/ZN]O(,LD“NLM " (35)

nlm,n''m’ — nlm,n’'l!

Here, T}, (F) = Tjn(x, v, z) are the complex or real regular solid spherical har-
monics determined by

4r \ V2
Tlm<x,y,z>=(ﬁ) ' Sim (6, @). (36)

Thus, we have derived the desired addition theorems for ETOs: any ETOs
having the difference of the radius Vectors 7 — R, as its argument is expanded
into a series over products of W¥- and W*-ETOs depending on R and 7, sepa-
rately.

4.2. Addition theorems for MSOs

In order to get the addition theorems for MSOs we shall consider the
Fourier transforms of &7, (¢, k— D),

¢ (. k—p)= Q)P / e—f(’3—5>7wg,m(;,7)d37. (37)
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Now, we take into account equations (28) and (14) for the expansion theorems
of e7**" and ETOs, respectively. Then, using the Fourier transform of the func-
tions MSOs and the properties

Yy (&, —P) = PRy (C, B, (38)
we obtain for addition theorems the following expression:

oo n'—=1 I

P C k=P =202 2 St i P By € 1. (39)
n'=11=0m'=-1'
The ? S:lm,n/l/mf(f) = bs}‘;‘lm’n,l/m,(g, ¢; p) occurring in equation (39) are the
two-center overlap integrals in momentum space:

b i (& E5 ) = [ @ (DY, (¢ k — p)dik
ntn'—IN-1 L . _ . (40)
=40 XN S BN %00 ).
N=1 L=0M=—-L

By the use of equations (5a), (8) and (43), the overlap integrals in momen-
tum space can be expressed in terms of Laguerre coefficients, Gegenbauer poly-
nomials and modified solid spherical harmonics:

n+n'—1N—-1 L o-P
b .z NLM P L+S+3
S (G D)= D D DT kN ST (S + Dy s 2xp) T
N=1 L=0M=-L §=0
L+1 =z
XCS+1 xp)Tm (F), (41)

where F = 2¢p, x, = 24/\/ (2¢)? + p? and

KoM oL+ )P LING, BENLY (42)

nlm,n’l'm nlm,n'l'm’*

The quantities 77y occurring in this formula are the modified regular solid
spherical harmonics determined as

) 4\ )
Tlm(xv Y, Z) = (21—:51) (1 _xz)lﬁslm(gv(p)' (43)

The expansion (40) enables one to formulate the theorems on representation of
MSOs depending on the difference of the momentum vectors, k — p, in terms of
product of ®%- and ®"-MSOs depending on p and k.
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4.3. Addition theorems for HSHs

In order to obtain the addition theorems for HSHs, we use in equation (39)
a Fock transformation of the radial momentums to the angular variables. Then,
the relation (39) is reduced to the addition theorems of HSHs:

oo n'—1 I

Z3m @ B i) = D7 D D St aim ) Zgr € i) (44)
n'=11=0 m'=-I

CSO[

nlm,n’l'm

Here, the CS,‘flm W' (.7?)

four-dimensional space:

(¢, ¢ BpOpep) are the overlap integrals in
“Spmarm (6282 BpOp@p) :/Z,?;m(é“,ﬂkekf/’k)z,?wmr(é“,ﬂk'9k'¢k’)d9

n+n’—IN—-1 L

—am? 3> > Bt

N=1 L=0 M=
Z3m 2L, Bobpep)- (45)
Using equation (41), it is easy to express the overlap integrals in four-

dimensional space through the Laguerre coefficients, Gegenbauer polynomials
and modified solid spherical harmonics:

n+n'—1 N—-1 L

0-p
Suimanrm (& S BpOp@p) = z Z Z [N Z

N=1 L=0M=
(S + 1)!yQS<2xf>L+S+3CL+f (xi’)TLM(f), (46)

where k¥ = k — p,F = 2CkP, Kf = sin fB,cos¢p sin@lo,/c2 = sin B, sin gp
sin 6, k3 = sin Bp cos fp, k; = cos Bp, and
p 47'[ lﬁ . 1&
Tlm(K ) = Tlm(Kl aKz > ) = U+ 1 (sin ,Bp) Slm(ep’ ‘pp)~ 47)

The quantities k1, k2, k3, and x4 determined by relations

ky ky
K| = , Ky = A
! A/ é‘kz'i‘kz 2 A/ §2+k2 (48)
¢
K Z

are the Cartesian components of the unit vector 7/r in four-dimensional space
which are connected to hyperspherical angles by means of following formulae:

k1 = SinBcosgsinf, «» = SinBsingsinb,

k3 = SinB cos b, k4 = cOs B. (49)
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We notice that the length of four-dimensional radius-vector « is invariant
with respect to the Lorentz transformations in the four-dimensional coordinate
system (we note that the replacements k — ik and ¢ — ¢ should be made).

Thus, we have considered the addition and expansion theorems for com-
plete orthonormal sets of functions and overlap integrals in the coordinate,
momentum and four-dimensional spaces, and have found the close relations
between them.

5. Two-center overlap integrals over STOs with the same screening constants

As an example of application, we consider the two-center overlap integrals
over STOs with the same screening parameters. By the use of equation (33), the
two-center overlap integrals over STOs defined by

Snlm,n/l’m’(é) = / X;zklm (é‘s iz)XnWm’(L r— I_i)d3i: (50)

can be evaluated. For this purpose we use the following relation for the trans-
formation x-STOs into W*-ETOs (see equations (6) and (8) of Ref. 3):

n

Xnm (§, ) = > @ WL (¢, 7). (51)

p=l+1

We take into account equation (51) in (50). Then, one gets finally the desired
result,

- I % >
Snlm,n’l’m/(G) = Z Z w(yfll,_(; w aSMZm p/l/m/(G)’ (52)
u=l+1w=I'+1

where —oo < a < 1.
Using equation (5) of [3] in (33) it is easy to obtain for the transformation
of S*-overlap integrals into S- overlap integrals the expression

¢ fl[lm,n/l/m/(é): Z Z wnu "M' ,ulm,u’l’m’(é)- (53)

u=l+1w=l'+1

The results of the calculation in atomic units for the two-center overlap
integrals over STOs with the same screening constants are represented in table 1.
The comparative values obtained from the literature [8] are also given in this
table.

The formulas derived for the two-center overlap integrals in coordinate,
momentum and four-dimensional spaces can be used in the evaluation of arbi-
trary multicenter multielectron integrals arising in the Hartree—Fock—Roothaan
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Table 1

Comparison of methods of computing two-center overlap integrals of STOs; 0 = ¢ = 0°

Equation (52)

n Il m n I m G=2UR a=1 a=0 a=-1 Ref. 8

5 4 0 5 4 0 2 0.768617016  0.768617016  0.768617016  0.768617011
5 4 4 5 4 4 2 0.955778746  0.955778746  0.955778746  0.955778746
54 0 5 4 0 10 —0.138257012 —0.138257012 —0.138257012 —0.138257012
5 4 4 5 4 4 10 0.356825987  0.356825987  0.356825987  0.356825987
8 0 0 8 0 O 2 0.989015721  0.989015721  0.989015721  0.989015721
8 0 0 8 0 O 10 0.785230850  0.785230850  0.785230850  0.785230850

approximation and correlated methods (see [9]). These multicenter integrals
can be reduced to the overlap integrals with the same screening constants of
Y*-ETOs, ®*-MSOs, Z*-HSHs, and STOs using the expansion and one-range
addition theorems for the complete orthonormal sets of functions presented in

this study.
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