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Abstract: We have developed accurate Gaussian basis functions obtained with the polynomial generator coordinate
Hartree–Fock (p-GCHF) method for H, Zn, and Ga-Kr atoms. These basis sets have been applied in the calculation of
nonrelativistic energies for neutral atoms, monovalent cations, monovalent anions, ionization potential (IP), and electron
affinity (EA), with the objective of proving the quality of the basis set generated by the p-GCHF method. The total
energies calculated for neutral atoms and monovalent cations and respective IP were minimally affected by the addition
of polarization functions and their precision was comparable to the values reported in the literature. The relative errors
were lower than 6.0 × 10−5 % and 7.0 × 10−5 % for neutral atoms and monovalent cations, respectively. The IP results
were strictly equal to numerical Hartree–Fock (NHF) calculations and comparable to some experimental values. For
monovalent anions, the nonrelativistic total energies were better than the Slater-type functions results and the relative
errors were lower than 0.05% when compared to NHF. The EA results were the same as those obtained with NHF
calculations reported in the literature for heavier elements. For IP and EA, our results followed the same periodic
tendency when compared with experimental data.

Key words: Gaussian basis set, ionization potential, electron affinity, polarization functions

1. Introduction
Electronic structure calculations for atoms and molecules are usually carried out by the expansion of orbitals
into a finite set of functions known as a basis set.1 The use of Gaussian-type functions (GTFs) and Slater-
type functions (STFs) is based on the method proposed by Roothaan.2 From this point, two new perspectives
arise for the development of basis functions: universal basis functions, based on the research of Silver and
collaborators,3,4 and adapted basis functions. Among the basis sets developed so far, it is important to highlight
the work of Dunning and colleagues5−10 as a reference in accurate molecular calculations. In 1986, seeking a
new way to obtain basis functions, Mohallem et al.11 introduced the generator coordinate Hartree–Fock method
(GCHF). As an improvement to the GCHF, Barbosa and da Silva proposed the polynomial generator coordinate
Hartree–Fock method (p-GCHF). In this new method, the choice of a nonequally spaced mesh is used to generate
exponents for primitive functions. Because of this novelty, the obtained basis sets possess great flexibility and
reduced number of primitive functions in the extended basis sets, without losing accuracy, when compared to
the original GCHF.12

The basis sets used in this study satisfied, at the same time, the criteria of precision and applicability.13,14
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The precision criterion was obtained by comparing our results, on the atomic level, with numerical Hartree–Fock
(NHF) calculations and, on the molecular level, by comparing the results obtained with Dunning’s standard
basis sets. The criterion of applicability was achieved because the p-GCHF method is capable of generating
compact basis functions since the molecular calculations take less computation time when compared to Dunning’s
cc-PVQZ and cc-PV5Z basis sets,12,15 without losing accuracy.

The purpose of this study is to present the accurate adapted Gaussian basis set developed by means of the
p-GCHF method for hydrogen, zinc, and representative elements of the fourth period (K, Ca, Zn-Kr) with basis
set 6Z valence quality12,16 aiming to fill the lack of basis sets for accurate calculations with a low computational
cost for these elements. Aiming at testing their quality we have applied these atomic basis sets to calculate
the electronic total energies for the neutral atoms and their monovalent cations and anions, to determine
the respective ionization potential for monovalent cation formation and electron affinity for monovalent anion
formation. Our results are compared with those obtained by Bunge et al.17 and Koga et al.18 in studies at the
NHF level, by Koga et al.19 and Jorge and Fantin20 with STF, by Saito21 with B-spline functions, by Jorge et
al.22 with GTF, and experimental values.23,24

2. Results and discussion
Table 1 shows the Hartree–Fock ground-state total energies for H, K, Ca, Zn, and Ga-Kr obtained with the
contracted and nonpolarized p-GCHF basis set, as well as those reported by Bunge et al.,17 Koga et al.,19

Saito,22 and Jorge et al.22 It is important to remark that these energies were calculated with our contracted
basis sets (6Z) without diffuse functions and these values were compared with the extended basis sets results of
the literature,19,22 B-spline functions,21 and NHF.17 The results obtained with the p-CGHF basis set showed
a relative error always lower than 6.0 × 10−5% when compared with results reported by Bunge et al. (NHF),17

Koga et al. (NHF),19 Saito (B-spline),21 and Jorge et al. (STF).22 For H, our calculated value of energy was
compared only with the results of Jorge et al.,22 where the relative errors were always lower than 1.2 × 10−5%.

As shown in Table 1, we can note that for the lightest elements (except for H 6Z basis sets), the p-GCHF
basis sets provided better results than those published by Jorge et al.22 Compared to numerical results, the
energy differences were always lower than 1 mEh , reinforcing the p-GCHF12 basis quality and the contraction
method proposed by Davidson25 and hence highlighting the accuracy of the developed p-GCHF basis set.

Table 2 shows the results obtained with nonpolarized p-GCHF basis sets for monovalent cations, as well
as the results of Koga et al.,19 Jorge and Fantin,20 and Koga et al.18 Analysis of Table 2 shows that our results
were considerably more accurate than those presented by Jorge and Fantin,20 who calculated with STF basis
sets, and in many cases they were more accurate than those obtained by Koga et al. (NHF).18 For Ga+ , our
results were considerably more accurate than those obtained by Jorge and Fantin20 and very close to those
reported by Koga et al. (NHF).18 Compared to Koga et al.19 and Koga et al.,18 our results were less accurate,
but the relative errors were always lower than 7.0 × 10−5%.

The results obtained for anions are shown in Table 3, where it can be noted that our results were better
than those presented by Jorge and Fantin20 with the STF basis set. The p-GCHF basis sets were prepared
to describe atoms whose volumes are lower than that of the anions. This led to higher relative errors when
compared to results for atoms and cations. However, the relative errors were always lower than 0.05% in
comparison with the NHF results of Koga et al.19 The only exception was for H− anion, which showed higher
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relative errors, but lower than 0.6%. A higher relative error for this anion was expected because its radius is
approximately twofold that of neutral H and, therefore, the H− volume is almost eight times larger than that
of the neutral atom.23 The results of Koga et al.19 were more accurate because, besides having been obtained
from NHF calculations, their basis sets were augmented with diffuse functions.

Table 4 shows the nonrelativistic CISD ground-state total energies for H, K, and Ca, Zn-Kr elements
obtained with polarized p-GCHF basis set 6Z - 2( l+ 1)1( l+ 2) and 6Z - 3( l+ 1)1( l+ 2)). Analyzing Table
4, it can be observed that the nonrelativistic energies description became more precise when the valence zone
description was improved by increasing the number of polarization functions.

Tables 5 and 6 show ionization potential (IP) and electron affinities (EAs), respectively, in electronvolts
(eV), calculated with nonpolarized 6Z and polarized 6Z - 2( l+ 1)1( l+ 2) and 6Z - 3( l+ 1)1( l+ 2) and
experimental data.24 Table 5 shows that IP calculations achieved accurate results, considering the fact that
those basis sets were generated by optimization of neutral atoms and the influence of polarization functions
on IPs was very small. Table 6 shows that only for Ga and As elements the polarization functions imposed
significant influence on the calculated EAs and the values obtained with the polarized basis set were approximate
to the experimental values. These observations reinforce the fact that polarization functions are important only
in molecular calculations.

Figures 1 and 2 show IPs and EAs, respectively, obtained with p-GCHF - 6Z - 3( l+ 1)1( l+ 2) basis
sets, the NHF results obtained by Koga et al.,19 and experimental data versus atomic number (the behavior is
exactly the same as for the other developed basis sets).

Figure 1. Ionization potential (IP) versus atomic number.

Table 5 and Figure 1 indicate that the results obtained with p-GCHF - 6Z - 3( l+1)1( l+2) basis sets
were very close to the experimental values and followed the periodic behavior, including the modification on
the trend due to the pairing of the 4p electrons in As to Se. The IP accuracy achieved in this study was the
same as that obtained by Koga et al.19 with NHF.

By analyzing Table 6 and Figure 2, it is observed that EAs were not accurately predicted when compared
to experimental data. Positive values for EAs were obtained for some elements, but the p-CGHF results
followed the experimental trend observed. The results obtained for EAs were expected because the calculation
was performed with optimized basis sets for neutral atoms and not for anions. Therefore, the basis sets were
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Figure 2. Electron affinity (EA) versus atomic number.

prepared to describe the atomic volume, which is much lower than the anion volume, and this led to less
accurate results compared to experimental data. Our results, however, were the same obtained by Koga et
al.19 with NHF approximation for the heavier elements and followed the same trend found in experimental
data, reaffirming the p-GCHF basis sets quality. The deviation found in the IP and EA results regarding the
experimental data could be assigned to the incompleteness of the basis sets and the incomplete description of
the electronic correlation and, specifically, the absence of diffuse function in the case of anions.

IP and EA results were not very sensitive to variation in the addition of polarization functions, where
the difference in accuracy was negligible. This strengthens the fact that such parameters are only important in
molecular calculations.26

In conclusion, the p-GCHF basis sets provided energies for atoms, cations, anions, IP, and EA as accurate
as those described in the literature with NHF, STF, and B-spline type functions. We achieved the description
of the periodicity in the same way as the experimental results for IPs and EAs. In addition, it was possible
to prove that the use of basis sets with polarization functions does not improve IPs and EAs significantly; this
procedure is important in molecular calculations only. The differences obtained for anions and EA calculations
were attributed to the fact that the basis sets have been calibrated for atoms and the lack of diffuse functions
could be assigned to the greater source of deviation. In this way, this study affirms the flexibility shown by the
basis sets generated by p-GCHF methodology.

3. Experimental

For the elements studied, the size of extended basis sets developed by the p-GCHF method is as follow: 12s
Gaussian functions for H, 22s14p for K and Ca, 22s14p10d for Zn, and 22s16p10d for Ga-Kr.16 After the
development of the extended basis set for each atom considered, we proceeded to the contraction step of the
basis sets in accordance with the methodology proposed by Davidson25 and implemented it in the CONTRACT
package,27 generating 6Z quality basis sets in the valence.16 As a quality criterion for these atomic basis sets,
extended and contracted, we imposed an error on them, considering nonrelativistic electronic total energies
lower than 1 mHartree (1 mEh)

16 or less when compared to NHF results.17 The calculations for the extended
and contracted sets were performed with the computational package GAMESS28 using the generalized valence

1684



RATUCHNE and CELESTE/Turk J Chem

bond method. All basis sets applied in this study were obtained by using polynomials with degree three, since
this choice produces high-quality results and reduces computational time during the optimization steps.

The polarization functions were obtained through post-Hartree–Fock configuration interaction calcula-
tion, CISD method, performed with the GAUSSIAN 200329 program. After this procedure, we obtained the
following contracted and polarized basis set: 2( l+ 1)1( l+ 2), 3( l+ 1)1( l+ 2) and 3( l+ 1)2( l+ 2)1( l+ 3) for
6Z. In the notation here adopted, l is the angular quantum number of the last occupied atomic orbital in the
ground state of the element. In this way, we developed 3 different basis sets for each element, named p-GCHF
- 6Z - x , of different polarization basis sets (x) .16

For the determination of IP and EA values for each basis set, the following criteria were adopted:

IP = Ecation − Eatom

EA = Eanion − Eatom
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