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Abstract

Molecular Electric Multipole Moment (MEMM) integrals have been derived for diatomic molecular
systems, and then some lower multipole moments as dipole moments and quadrupole moments have been
calculated for some diatomic molecules. The calculations have been performed by using our analytical
formula over Slater-Type orbitals (STOs) with Cade and Huo’s basis sets and the GAMESS program package
working with Gaussian-Type basis sets (GTOs). The expressions which involve factorials are given in terms
of binomial coefficients in order to speed up calculations. The results have been obtained in agreement with

data found in the literature.
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1. Introduction

Determining the electronic structures of atomic and molecular systems is very important for under-
standing the interactions between atoms and molecules. Many studies have been performed on the magnetic
properties and electronic structures of molecules as Zeeman effects, magnetizabilities, electric-field-gradients,
electric polarizabilities, etc. [1-13].

MEMMSs are important to explain interactions between molecular systems. Molecules can be considered
as a special charge distribution, and the molecular interaction potentials can be determined by using MEMMs
which come out from the charge asymmetry of any molecular system. Molecular electric quadrupole moment
(MEQM) determines the Coulomb interaction between the molecule and other molecules [14]. Determination
of the exact molecular potential of any molecule depends on the MEMM calculation sensitivity of the molecule.
MEQM is used for molecular long-range interactions and it can be used for verifying test wave functions used
in other molecular calculations as well [15].

Molecular Electric Dipole Moments (MEDM) and MEQMSs can be determined by different experimental or

theoretical methods. They can be measured by collision-induced spectroscopy [16-18]. MEDMs are measured
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by Stark effect experiments [19-22]. MEQMs are measured by electric-field-gradient induced birefringence
experiment [23, 24] and X-ray diffraction measurements [25]. There are also many different experimental
methods, but no one experimental method can be easily applied to all molecular systems. MEMMs can be
determined by using some theoretical calculation methods [26-30]. In numerical calculation of the MEMMs,
choosing of the calculation method and the basis set are very important in order to obtain good results.

In this study, EMM expressions for diatomic molecules are altered; from which, MEDMs and MEQMs
have been calculated for HCI, HF, BH, CO, NOT and CN~ diatomic molecular systems, over Slater-type
wave functions, using Cade and Huo’s basis sets and the GAMESS [31] computational package over different

Gaussian-type basis sets.

Theory

The molecular electrostatic potential at point r is [32]
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where, (x; , z;) and (= xz) are the Cartesian components of r and 7/, respectively. The integrals in equation

(2) are, respectively, the monopole, dipole and quadrupole terms. This equation expresses the potential in
terms of electric multipole moments (EMM). The molecular multipole moment operator for any molecule with
N electrons is defined by [33]

N
Mks = ZZaMks(Ra) - ZMks(Ti)u (3)
a i=1

where R, denotes coordinates for the nucleus relative the molecule’s center or mass, gndg;genotes coordinates

for the electrons relative the nuclei, as seen in Figure. My, is the multipole moment operator and can be

written in terms of solid spherical harmonics [34]:

R o \1/2
Mys(r) = (4—> P Yi (0, ). (4)

Here, k is the degree of the multipole moment and parameter s denotes the component of the multipole moment.

Expectation values of any multipole moment is

(Mys) = / u* Mysudr, (5)
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Figure. The axis frame for diatomic molecular systems using for MEMM calculations. MEMM is defined through the
center of mass of the molecule; a, b show the nuclei of the molecule’s components and O is the center of mass of the

molecule.

where u is the determinant wave function of the molecule and integration runs over all space. Since the expected

value of the operator Mks(Ra) is not related to the electron coordinates, the first sum in equation (3) can be

written as a sum in terms of spherical harmonics. If equation (3) is substituted in equation (5), then
(Mis) = ZaMys(Ra) = Y N; / wl (1) Mysui(r) dV. (6)
a i=1

u; is a one-electron wavefunction and can be written for Slater-type orbitals as u; = Y ¢ipxp. Since Mksis a
p

one-electron operator, equation (6) can be written as

<Mk5> = Z Zo <Mk5(Ra)> - Z N; Z C;'kpciq <Mp7 ks,q>= (7)
a i Pq
where p, ¢ = nAm quantum numbers and (M, ks ,) denotes

<Mp7ks7q> = /X; Mks Xq dVv. (8)

While calculating MEMM, two different types of integral can be obtained:

My o) = / X5 (Cos ) Mia () g (s 7o) AV (92)
My o) = / X (Cos 7o) Ma(7o) X (Gors 7o) AV (9b)
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In equations (9), xp (p = nAm) is the Slater orbital defined by

(2C)n+1/2

Tl rnlemCr Yo (0, ©). (10)

Xnem (G, 70p) =
(Mp ks,q) gon 15 & two-center integral, and (M ks.q) poo 1 @ three-center integral in equations (9). These integrals
can be reduced to one-center and two-center integrals by using translation process, and MEMMSs can be easily
calculated by using these integrals. We have calculated MEMMs through the center of the molecule. At first,
multipole moment operator was located at the center of mass and then translated to any center (atom) by using
translation formula [35]

k K

MkS(TO) = Z Z Qges, 15 (Roa) Mk’S’(Ta)v (11)

k'=0 s'=—k’

where Qs 1o are called translation coefficients and given by
Q;:ZSJC,S,(R) = Mk—k’,s—s’(R) Akqu’s’ (12)
for complex spherical harmonics. The axis frame used is shown in Figure. The Ay, x5 in equation (13) is

Ak&k’s’ _ (_1)s+(1/2)(|s| + |s’| + |s_5’|) [Fk’+5/ (k + S) Fk/—s’(k . S)]1/2 : (13)
where Fj,,(n) is the binomial coefficient defined by

n!

The one-center integral given in equation (9a) has been derived by translation formula to

(2<a)na+1/2(2<(/1)n;+1/2 min(k, ba+2.)
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and, similarly, the two-center integral given in equation (9b) can be expressed as
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L=max(|,/ —k'|,|myr —s'|)
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Here, CE(Am, Mm/) is the Gaunt coefficients [36], Yy (f¢) expresses complex spherical harmonics and

Snem, n'e'm is the overlap integral defined by

Sn@m,n’@’m’ = /Xnéan’é’m’dT' (17)

2. Results and Discussion

Using equations (15) and (16), z-component of dipole and quadrupole moments of CO, HCl, HF, BH,
NOT and CN~ have been calculated by using Fortran compiler on a personal computer with Cade and Huo’s
Slater-type Hartree-Fock-Roothaan wave functions [37, 38]. Furthermore, MEMMSs of these molecules have
also been computed with GAMESS program over GTOs on a computer running a Linux operating system. In
doing so, we intend to compare computations over STOs and GTOs. GTOs are employed widely in molecular
calculations since two GTOs at different centers can be expressed easily in terms of one GTO at a new center.
However, GTOs do not represent the correct behavior of the wavefunction in the regions which are very close
to and far away from the nucleus so a lot of basis functions must be used for representing the wavefunction.
STOs represent the system more successfully than GTOs. However, because of the computational difficulties,
STOs are rarely used in practical applications.

The MEMM values obtained by using translation formula are in agreement with those obtained from the
GAMESS program package and these found in the literature. Dipole moment and quadrupole moment results
obtained with respect to the center of mass of the molecule are given in atomic units (a.u.) in Table 1 and Table
2. All of the molecules are in the ground state in this study. The second and the third columns show the results
obtained in this study over STOs from the GAMESS package, respectively. Columns (a) to (e) in Tables 1 and
2 show the theoretical reference values. The last column in both tables show experimental reference values. The
methods and basis sets used in the literature are indicated as upper index of the given values in Tables 1 and 2.

It is very important that the basis sets and the calculation method be chosen carefully in order to obtain
accurate values. Critically, if the basis set does not fit the molecular system, the obtained results may not be
as accurate as expected. In order to show the effect of the basis set in GAMESS, different basis sets have been
used for each molecule. The multipole moments depend on the orientation, so MEMM values can be taken
positive (+) or negative (-). Sometimes, choice of basis set can influence sign of the MEMM.

RHF wavefunctions have been used in calculations over STO’s. Such wavefunctions do not include
perturbative or correctional terms, and the basis sets and method of calculation do not include correctional
terms. However, in this present study, the MEMM values obtained using both methods mentioned above are in
agreement with those found in the literature. Generally, only small differences were found between the values
calculated in this study and those obtained experimentally. The differences are mostly due to the fact that our
wave functions do not include any correctional or perturbative terms. Our main goal is to demonstrate that
Slater-type orbitals may successfully be used in practical calculations by employing translation formula. We
believe that even better agreement with experiment can be obtained if correctional and perturbative terms are

included, in conjunction with STQO’s.
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Table 1. Calculated and reference dipole moment values for some diatomic molecules in atomic units (a.u.).

This work with
This work with

Molecule STO values GAMESS (GTO) (a) (b) ©) (d) (e) (f)
values
0.601D 0474©  0443® 0468 10 (4741 0.430
HCI -0.664 0752 04387 0425@ 043200 (.449 ¥ 0.436 17
0.845® 0757©  0716® 0.756 12 0.706 19
HF -0.853
0762 @ 07007 0.694 ® 0.708 0.718 10
0577 - 0.599 ®
BH 0.781
0.455@ - 0.582®
0015@ -0099©@  0.092® -0.098 12 0.048 19
o 0.051
0.022® 00707 0.075® 0.121®
0.151® -0.253 49
NO* -0.185
0342®
0.164® 0.160 M
CN 0.152
0.1619
(1) STO-3G basis sets (a) Ref. [39] () Ref. [41] (e) Ref. [43]
(2) MINI basis sets (6) SCF (10) SCF (14) HF
(3) MIDI basis sets (7) SD-CI (11 MP2 (f) Experimental values
(4) N-21G basis (b) Ref. [40] (d) Ref. [42] (15) Ref. [39]
(5) STO-6G basis sets (8) LDA (12) SCF (16) Ref. [44]
(9) BPS6 (13) MP2 (17) Ref. [45]

Table 2. Calculated and reference quadrupole moment values for some diatomic molecules in atomic units (a.u.).

This work with This work with

Molecule STO values GAMESS (GTO) (a) (b) (c) (d) (e) Experimental
values
el > 360 1.856 1 2.858 © 2.800 1 285712 578019
’ 2.560 @ 27387 27401 278313 '
E |58 1474 @ 1.744©  1683® 1.742 12 1.754 19
’ 1.514® 17167 1.649® 1.739 19 1.758 47
BH 3005 2.782@ 2428®
o 2.996 @ 2497 ®
o ) 130 2.132@ 1537©  -1528® -1.536 12 -1.440 1Y
’ 2236©® 215197 -1549© -1.526 1 -2.110®
-0.591 u
NO* 0.529 , 0.519 1
03320
-3.655 M
CN -4.542 -3.156 9
-3.908 @
(1) STO-3G basis sets (a) Ref. [39] (€) Ref. [41] (€) Ref. [43]
(2) MINI basis sets (6) SCF (10) SCF (14) HF
(3) MIDI basis sets (7) SD-CI (11) MP2 (f) Experimental values
(4) N-21G basis sets (b) Ref. [40] (d) Ref. [42] (15) Ref. [39]
(5) STO-6G basis sets (8) LDA (12) SCF (16) Ref. [46]
(9) BPS6 (13) MP2 (17) Ref. [44]

(18) Ref. [23]
126



SEZER, OZMEN, YUKSEL

References

[1] Jeffrey H. Williams, J. Phys. B: At. Molec. Opt. Phys., 25, (1992), 145.

[2] S. Coriani, A. Rizzo, Molec. Phys., 88, (1993), 931.

[3] A. Shutter, D. H. Shutter, J. Molec. Struct., 352-353, (1995), 357.

[4] R. M. Dickson and A. D. Becke, J. Phys. Chem., 100, (1996), 16105.

[5] R. L Keir, D. M. Lamb, G. L. D. Ritchie, J. N. Watson, Chem. Phys. Lett., 279, (1997), 22.
[6] G. Maroulis, J. Chem. Phys., 108, (1998), 5432.

[7] F. Torrens, S. Sdnchez-Marin, 1. Nebot-Gil, J. Molec. Struct. (Theochem), 463, (1999), 27.
[8] I. I. Guseinov, J. Phys. A: Math. Gen., 37, (2004), 957.

[9] T. Ihn, A. Fuhrer, K. Ensslin, W. Wegscheider, M. Bichler, Physica E, 26, (2005), 225.
[10] M. Bauer, L. Kador, Chem. Phys. Lett., 407, (2005), 450.
[11] M. Morato, J.O. Caceres, and A. Gonzalez Urena, Fur. Phys. J. D, 38, (2006), 215.
[12] K. Jakowski, J. Molec. Struct., 786, (2006), 215.
[13] A. Haskopoulos, G. Maroulis, Chem. Phys. Lett., 417, (2006), 235.
[14] J. M. Junquera-Herndndez, J. Sdnchez-Marin and D. Maynau, Chem.Phys.Lett., 359, (2002), 343.
[15] A. D. Buckingham, J. Chem. Phys., 30, (1959), 1580.
[16] A. Rastogi and R. P. Lowndes, J. Phys. B: Atom. Molec. Phys., 10, (1977), 495.
[17] J. D. Poll,, M. Attia and R. H. Tipping, Phys. Rev. B, 39, (1989), 11378.
[18] A. S. Aynacioglu, S. Heumann, G. von Oppen, Phys. Rev. Lett., 64, (1990), 1879.
[19] W. Low and C. H. Townes, Phys. Rev., 76, (1949), 1295.

[20] A. C. Shepard, Y. Beers, P. K. Gerald and S.R. Laurence, J. Chem. Phys., 59, (1973), 2254.
[21] G. Cotti, H. Linnartz and W. L. Meerts, J. Chem. Phys., 104, (1996), 3898.

[22] R. D. Brown and P. D. Godfry, Aust. J. Chem., 37, (2004), 1951.

[23] C. Graham, D. A. Imrie, R. E. Raab, Molec. Phys., 93, (1998), 49.

[24] A. Rizzo, S. Coriani, A. Halkier, C. Hattig, J. Chem. Phys., 113, (2000), 3077.

[25] Yu. A. Abramov, A. V. Volkov, P. Coppens, Chem. Phys. Lett., 311, (1999), 81.

[26] B. K. Lee, J. M. Stout, C. E. Dykstra, J. Molec. Struct. (Theochem), 400, (1997), 57.

[27] R. J. Doerksen, A. J. Thakkar, T. Koga, M. Hayashi, J. Molec. Struct. (Theochem), 488 (1999), 217.

127



(28]
29]
(30]

(31]

(32]

33]
34]
(35]
(36]
37]
(38]
39]
(40]
41]
42]
(43]
(44]
(45]

(46]

128

SEZER, OZMEN, YUKSEL

A. Halkier, S. Coriani, Chem. Phys. Lett., 346, (2001), 329.
J. Kongsted, A. Osted, K. V. Mikkelsen, O. Christiansen, Chem. Phys. Lett., 364, (2002), 379.
G. Maroulis, J. Mol. Struct. (Theochem), 633, (2003), 177.

M. W. at. al. Schmidt, General Atomic and Molecular Electronic Structure System (GAMESS), J. Comput. Chem.,
14, (1993), 1347.

J. R. Reitz, F. J. Milford, R. W. Christy, Foundationdsof Electromagnetic Theory, Fourth Ed., Addison-Wesley
Publishing Comp., 1993.

L. D. Landau, and E. M. Lifshitz. The Classical Theory of Fields, 4" revised English ed., Pergamon, Oxford, 1979.
I. I. Guseinov and F. S. Sadichov, J. Phys. B: Atom. Molec. Phys., 10, (1977), L261.

I. I. Guseinov, E. Akin, A. M. Rzaeva, J. Molec. Struct. (Theochem), 453, (1998), 163.

E. U. Condon, G. H. Shortley, The Theory of Atomic Spectra, Cambridge Univ. P., Cambridge, England, 1970.
P. E. Cade, and W. M. Huo, Atom. Data and Nuclear Data Tables, 12, (1973), 415.

P. E. Cade, and W. M. Huo, Atom. Data and Nuclear Data Tables, 15, (1975), 1.

P. Biindgen, , F. Grein, and A. J. Thakkar, J. Molec. Struct. (Theochem), 334, (1995), 7.

F. de Proft, F. Tielens, and P. Geerlings, J. Molec. Struct. (Theochem), 506, (2000), 1.

G. A. Maroulis, J. Chem. Phys., 108, (1998), 5432.

A. J. Cohen, and Y. Tantirungrotechai, Chem. Phys. Lett., 299, (1999), 465.

D. Sundholm and P. Pyykko, Molec. Phys., 56, (1985), 1411.

J. S. Muetner and W. J. Klemperer, J. Chem. Phys., 52, 1970.

E. W Kaiser, J. Chem. Phys., 53, 1970.

F. H. de Leeuw, A. Dymanus, J. Molec. Spect., 48, (1973), 427.



