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dinger equation for diatomic molecules. Our approach employs Neumann'’s expansion of
the Coulomb repulsion 1/|x — y|, solves the resulting integrals symbolically in closed form
and subsequently performs a numeric Taylor expansion for efficiency. Thanks to the gen-
eral form of the integrals, the obtained coefficients are independent of the particular wave-
functions and can thus be reused later.

Key features of our algorithm include complete avoidance of numeric integration, draft-
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Prolate spheroidal coordinates ing of the individual steps as fast matrix operations and high accuracy due to the exponen-
Diatomic molecules tial convergence of the expansions.

Molecular orbitals Application to the diatomic molecules O, and CO exemplifies the developed methods,
Laguerre expansions which can be relevant for a quantitative understanding of chemical bonds in general.

© 2012 Elsevier Inc. All rights reserved.

1. Introduction

The two-center electronic Schrédinger equation is a natural starting point to study diatomic molecules or chemical bonds.
It is well known that it separates in prolate spheroidal coordinates. Thus, the corresponding single-electron orbitals can be
calculated efficiently. For several electrons, however, the tedious inter-electron Coulomb repulsion integrals have impeded a
widespread use of these orbitals so far. To alleviate these difficulties, we present an efficient algorithmic framework in this
paper.

In the computational chemistry literature, linear combination of atomic orbitals (LCAO) is the most common approach to
construct electronic wavefunctions for molecules. It dates back to the early days of quantum mechanics [1]. In the seminal
paper [2], Boys proposed Gaussian-type atomic orbitals since the necessary integrals can be explicitly evaluated. Hence they
are widely used in modern computational chemistry software packages. Nevertheless, only the exact single-electron sphe-
roidal orbitals are - by definition - precise for any distance of the atomic nuclei. This fact is an important advantage for
studying diatomic molecules and chemical bonds.

An interesting alternative approach to diatomic molecules is the Holstein-Herring method [3-6] for calculating exchange
energies of H; -like molecular ions. This method has recently been extended to two-active-electron systems [7]. However, it
is not suitable for an arbitrary number of valence electrons.

Another common approach first proposed by Hylleraas [8] for the helium atom includes the inter-electron distance r;; as
independent variable into the electronic wavefunction. Thus, the pairwise electronic Coulomb cusp is handled explicitly,
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Fig. 1. Spatial arrangement of a single electron bound to two atomic nuclei.

which reduces the number of required wavefunctions. James and Coolidge [9] have applied this method to the H, molecule
using spheroidal coordinates, which still serves as starting point for modern benchmark calculations. Ref. [10] contains an
extension to the He; and He, molecule, and a modern review can be found in [11].

Ref. [12] is part of a series which provides an extensive discussion of Gaussian basis sets for molecular calculations, and
specifically computes the total energy and dissociation energy of O,.

Ref. [13] employs Kohn-Sham density functional theory for diatomic molecules in (discretized) spheroidal coordinates. In
particular, the authors apply their method to calculate the ground state energy of carbon monoxide CO.

The basic setup of prolate spheroidal orbitals employed in the current paper has been developed in Refs. [14,15] and ap-
plied to molecules with up 4 electrons. Our contribution is a reformulation into an efficient computational framework,'
which allows for an extension to many more electrons. For example, the oxygen dimer O, contains 16 electrons.

Outline: Section 2 provides the details of the single-electron Schrédinger equation for atomic dimers in prolate spheroidal
coordinates. Our presentation is based on the series [14,15], and additionally includes a “best match” mapping to the com-
mon LCAO molecular orbitals. Section 3 contains the main abstract mathematical contribution of this paper: we prove a
recurrence relation to efficiently multiply function expansions in terms of associated Laguerre polynomials, and solve several
integrals symbolically in closed form. These results (combined with Neumann'’s expansion of 1/|x — y| into Legendre polyno-
mials) are the basis of our algorithm. It is described in detail in Section 4, including cost analysis and error estimation. Sec-
tion 5 contains the application of the algorithm to the CO and O, molecule, which is particularly interesting among atomic
dimers due to its paramagnetism.

2. Single-electron Schriodinger equation for atomic dimers

This section introduces the single-electron quantum mechanical framework, which serves as starting point for the many-
electron calculations in Section 4. We basically follow the discussion in Refs. [14,15].
Separation in prolate spheroidal coordinates. The single-electron, two-center Schrédinger equation for a H; -like molecular
ion in atomic units (Born-Oppenheimer approximation) reads
1 Zo Zp
A0V = Ey. 2.1
( 2877, r,,> V=t (2.1)
Here, 1, and 1, denote the distances to the fixed nuclei at (0,0,  R/2), respectively, and Z,,Z, € N, the nuclear charges (see
Fig. 1). The distance R between the nuclei is also called bond length in the chemistry literature. We have omitted the repulsive

interaction of the nuclei (%) for now to focus on the electronic energy, but will include it into the total energy later. In what

follows, we set Z := Z%Zb and Aq :=(Z, — Zp) R (w.l.o.g. Aq > 0). The homonuclear case corresponds precisely to Z,=2Z, =2
and Aq=0.
It is well known that Eq. (2.1) is separable in prolate spheroidal coordinates (&,1,¢) defined by
¢:=(ra+1p)/R, &>1
773: (rﬂ_rb)/Rv 776 [_‘17”

and the Ansatz

eﬁmq)
En, @) = A(E)S . 2.2
v, @) = A(E)S(n) NS (2.2)
m € Z is the eigenvalue of the angular momentum operator L, = —id,, which commutes with the Hamiltonian on the left

hand side of (2.1) due to the azimuthal symmetry about the internuclear axis. In the following, we set u:=|m| to shorten
notation.

! The complete source code of our implementation is available online at [16] (in the mathematica/diatomic subfolder).
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Plugging (2.2) into (2.1) leads to coupled ODEs for the radial part A(¢) and angular part S(#7). The latter reads

9 2 0 A P N L _
o (V=) 50 )+ @~ A)~dan + (71 = oP) = 2 st =0, 23)

/1{ (ip,Aq)
where the “energy parameter” p € R., is defined via the energy E,
E = —2(p/R)?, (2.4)

and A is an eigenvalue of the operator G (defined in [14]). For the purpose of this paper, we simply regard A as separation
constant. In the homonuclear case A q =0, Eq. (2.3) is well know as the angular spheroidal wave equation [17-20] when
we identify (p> — A) as spheroidal eigenvalue /! (ip). Successive £ = u,u+1,... label the discrete set of eigenvalues for which
(2.3) has a normalizable solution.

Since E is finite, p — 0 in the united atom limit R — 0, and (2.3) reduces to Legendre’s differential equation. Then
limg_oG = —L? (angular momentum operator) with eigenvalue A = —!'(0) = —¢(¢ + 1). However, except for this special case,
¢ is no valid quantum number since L? does not commute with the Hamiltonian in general.

The homonuclear solution S(#) = S¥(ip, #) is already built into Mathematica® and could thus be plugged into (numeric)
integrals. Nevertheless, in order to use some properties of Legendre polynomials later and cover the heteronuclear case also,
we employ the series expansion

2k+1 (k— N '"?
stnaan = Yesipaa (M5 ) 25)

Plugged into (2.3) results in a three-term recurrence relation for the coefficients c}', (p) = c}',(p, 0) (homonuclear) and a five-
term recurrence relation for c/',(p,Aq) (heteronuclear) [18,14]. Namely, in the homonuclear case, only integers k with the
same parity as /contribute to the sum due to symmetry. After truncating this expansion (which is justified due to the expo-
nential decay of the coefficients), it may be rewritten as eigenvalue equation (see also [21])

Flp.Aq) cic, c=(cly(p.Ag) . 4= (ip,Ag) (26)

with a symmetric matrix F*(p,Aq). This matrix is tridiagonal in the homonuclear case (after proper relabeling) and pentadi-
agonal in the heteronuclear case. Note that fast eigenvalue solvers exist particularly for tridiagonal matrices. We adopt the
normalization scheme used by [18] and Mathematica, namely

! > 2, 2 (L+p)!
I a 2 _ u o
L S (ip, Aq,m)"dn = }; cli(p, Ag)| “2 1= (2.7)
The energy parameter p couples (2.3) to the radial equation
0 ) 0 2 \2 (g2 2
(@ =15z ) - (? —A) +2 ZRE + (ip)*(&* - 1) - A(¢) = 0. (2.8)
¢ ¢ N—— —

M (ip.Aq)

This is the radial spheroidal differential equation except for the 2 Z R ¢ term, and formally resembles (2.3) apart from ¢ > 1
versus |77] < 1. We determine p numerically as follows.
First, define Hylleraas functions via associated Laguerre polynomials as

HE(x) = x"2e ™2, [k (k + wILY (x), k, pt € No.

This choice precisely incorporates the orthogonality relation for Laguerre polynomials, such that

/ HY (x)HE (x)dx = 6. (2.9)

Given a sequence d = (dy)=0, We set
=S di H (x). (2.10)
k=0

(Note that k starts at 0 instead of p as in (2.5).) Employing such an expansion for the radial wavefunction,

A(&) =Hy(2p (¢-1)) (2.11)

2 Specifically, the implementation [20] has been integrated into Mathematica as SpheroidalPS[n,m,),z] and SpheroidalQS[n,m,y,z] for the angular
spheroidal function of the first and second kind, respectively.
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Fig. 2. Laguerre expansion coefficients of the (¢,m) = (0,0) groundstate radial wavefunction (see equations (2.10) and (2.11)). The exponential decay of the
coefficients justifies the truncation of the expansion.

results in a three-term recursion formula [14] for the to-be determined coefficients d,. They will turn out to decay
exponentially, as illustrated in Fig. 2. Hence we can truncate the expansion and rewrite the recurrence relation as matrix
equation [14]

(B*(p)R*(p,2) +p ,uzI)déo, 2= (ip, Aq). (2.12)

Both R* and B* are symmetric tridiagonal matrices, and I denotes the identity matrix. The left hand side is singular for a dis-
crete set of values p only. This condition finally determines p and the energy E. Ref. [14] employs a Newton iteration to obtain
both p and A simultaneously, such that the matrices in (2.12) and F* — 4 1in (2.6) have zero determinants. An improved ver-
sion uses the so-called Killingbeck method [22,23]. In our case, we apply a numerical root search algorithm over p such that
an eigenvalue of the matrix in (2.12) becomes zero.

Considering the starting point of the numerical iteration, [14] uses po = Z R/n, which becomes exact in the unified atom
limit R — 0 and is thus valid for small Z R. Here, n labels successive eigenvalues as in the unified atom limit. Alternatively, we
have identified po=Z R/(2n) as reliable candidate for large values of Z R, which stems from the dissociation limit R —» oo
(hydrogen-like atom plus isolated nucleus).

Fig. 3 shows the lowest few homonuclear energy levels in dependence of Z R, both with and without the (rescaled) nuclear
repulsion term 1/(Z R). In analogy to the molecular term symbol, we employ the notation

= 'mg, (2.13)

to label states. In common notation, ¢=0,1,2,3,... is designated by s,p,df,..., respectively, and m=0,+1,%2,... by
o,tm t9,....For fixed (¢,m), the “principal value” n = 1,2, ... enumerates successive energy levels. In the homonuclear case,
the angular spheroidal wave function determines the parity (—1)* (reflection about the origin, ¥ — —x). It is written as gerade
(even) or ungerade (odd). We omit the spin variable s for now, which will become important for the many-electron calcu-
lations in Section 4.

Having the exact solution of the two-center Schrédinger equation available calls for a comparison with the popular LCAO
approach (linear combination of atomic orbitals). Fig. 4 tries to match the corresponding wavefunctions, taking parity and
ordering of energy levels into account. However, note that the suggestive ordering has to be interpreted with caution since
it depends on the nuclear distance R. For example, according to Fig. 3,

Elszrg < Elpou7E1p(in)u7E25¢rg < E2pou7 o

for small nuclear distances R. This is different from the arrangement in Fig. 4.

2.1. Normalization

In what follows, we derive a formula for the required normalization factor of the wavefunction. The volume element in
prolate spheroidal coordinates equals dV = (R/2)*(&% — #?) dédnde. Thus

ol = R2 [ [ A s0*E - nynde.
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Fig. 3. Single-electron energy levels (Eq. (2.4)) of a H; -like homonuclear dimer with respect to Z R (nuclear charge x nuclear distance), in atomic units. The
bottom plot additionally includes the rescaled nuclear-nuclear repulsion term 1/(Z R). The unified-atom limit R — 0 corresponds to a hydrogen-like atomic
ion with one electron, nuclear charge 2Z and energy levels —272/n?, in agreement with the curves of the top subfigure. In the dissociation limit R — oo, the
dimer splits into a single hydrogen-like atom/ion and an isolated nucleus (H + p for Z = 1). Thus, the electronic energy levels converge to —%Zz/nz.

The inner integral without the factor #? is already solved in (2.7). To include 52, we use the identity

k+p k—pu+1
CPH(x) — i
X ’<(X)_2k+l 2k +1 Pl (%).

Thus, after taking into account the normalization factors in the expansion (2.5), we obtain

Py (x) + (2.14)

1 ) 2
/ So” dn = X, €= (@)
with the tridiagonal, symmetric matrix X’L‘eg given by

B » (k1 -k 1\
=0, XLeg.lc,I<+l_< 2k + 1)(2k +3) yo k= p+1,

We proceed analogously for the radial part. After a change of variables x := 2p (¢ — 1) and due to the orthogonality (2.9), we
obtain

o0 1
A yZdv: d 2,
/] (&)°d¢ _ZpH [

where d contains the expansion coefficients in (2.11). To incorporate the factor ¢2, we employ the following well-known rela-
tion for Laguerre polynomials:

X LX) = —(k+ DL (%) + 2k + g+ DIR) — (k+ L (x). (2.15)

k’

i
X Leg.kk

Thus, multiplying an expansion (2.10) by x yields
x-Hi(x) = Hf;v(x) d =X"d (2.16)
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Fig. 4. Putative best match of the exact H; -like electronic wavefunctions (labeled némy, in boldface blue) with the LCAO-MOs (molecular orbitals built
from linear combinations of atomic orbitals) widely used in the literature (see e.g., [24]). In particular, the parity (reflection about the origin, x — —x) agrees
in each instance. Orbitals are schematically drawn in red, and antibonding MOs are marked by a star (*). (For interpretation of the references to colour in this
figure legend, the reader is referred to the web version of this article.)

with the tridiagonal, symmetric matrix Xfag defined by
Xlge =2k + 41, Xy = —((k+ D(k+p+1)"2 k=01,...

Plugging (2.16) into the following integral yields
oo ; 1 B 2
AP 2de= o (1+ @y x|
Assembling the radial and angular contributions finally results in

3 2 2
101 = B2 (1eiP]a+ 2p) Xy - e 14 ).
That is, we obtain the correct normalization factor directly from the expansion coefficients ¢ and d.

Dissociation limit R — oo. From a physical point of view, separating the nuclei from each other should yield a hydrogen-like
atom/ion plus an isolated nucleus. However, in the homonuclear case, the symmetry properties of the electronic wavefunc-
tions (Y(x) = (—1)y(—x) due to parity) imply that the electronic charge is equally distributed to both nuclei. This seeming
contradiction can be reconciled by constructing superpositions of even and odd wavefunctions to obtain the well-known
hydrogen-like wavefunctions, localized at either one or the other nucleus. (Note that conversely, the LCAO approach uses
linear combinations of atomic orbitals as molecular wavefunctions.).

From the above arguments, we expect the energy levels to converge to — %ZZ /n? in the limit R — oo, as indicated in Fig. 3.
Along with it comes a heuristic understanding of the convergence rate.® Each “half” electron localized at a nucleus experiences
an additional attraction from the respective other nucleus. This adds up to the net attraction energy

05xZ 05xZ Z

R R R (2.17)

3 I am grateful to Gero Friesecke for helpful discussion regarding this point.
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Fig. 5. Exponential convergence of the 1so energy level E/Z? plus the J; correction term (2.17) to the hydrogen groundstate energy —3, as R — cc.

Subtracting this correction term (which of course vanishes as R — o) from the energy E leads to exponential (instead of alge-
braic) convergence, as shown in Fig. 5. Namely, the electronic charge distributions decay exponentially with distance from
the nuclei, implying a likewise decay of the error.

3. Properties of Laguerre expansions

This technical section is based on function expansions in terms of associated Laguerre polynomials (see Eq. (2.10)). We
develop a computational framework for multiplying these expansions, and derive analytic solutions of integrals appearing
in Section 4.

3.1. Products of Laguerre expansions

We want to solve the following task: Given integers m;, m, € Z and exponentially decaying sequences (d; k), (do k), calcu-
late the sequence (dy) satisfying

H‘;’”(X) . Hl;;ul(x) ;H\:H *'"2\(X)' (3.1)

For conciseness of notation, let p;:=|m;|, i=1, 2 and ps:=m; — my|, and assume without loss of generality that p; > p,.
Depending on the signs of m; and m,, we have us = p; £ up. The orthogonality relation of Laguerre polynomials leads to

dy = (|11} di), k=0,1,2,... (3.2)
with the symmetric matrix I} = (a yk)u given by

o ER V2 (BR3/2) i s =y —
a;z — / Hft]( ) ;Lz( H,u3 dX _ H x ~z ( / ) 1 :u3 .ul HZ (33)
o - (i + 'uk bi(3/2) if uy =y + 1,

In the above expression:

bl(z) = / " L (X)L (X)L (x)e > dx, (34)

0
bt (z) .= /o \ xiti L (x)L2 (X)L (x)e ™ dx (3.5)
defined for z € R.(. Using the recurrence relation
XML (%) = (i + X LT (%) — (i + TxE L (x),

the integrals (3.4) and (3.5) can be reduced to the following proposition, which is a generalization of [25].

Proposition 1. Given fixed integers pu € N3, the coefficients
c(z) = / L (L2 (L2 (x)e 7 *dx,  z € Reo (3.6)
0

defined for i € N obey the recurrence relation
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@) =—~(1/2= D) (e, @ + iy 1, @+ iy @) + /2= 1) (el 11D Ty D+ T 1,,2)

130/ 1 — 1+
—(3/z—=1)"* . .. - k 3.7
( /Z )C11—1,12—1,13—1(Z) +Zg< . > ( )

[

with the convention that c} (z) = 0 if any iy, izi3 < 0 and (l _l 1 ) = dg; for integer i > 0.

Thus, cf'(z) can iteratively be calculated and stored for later usage. Note that the coefficients c¢(z) are symmetric in iy,i,i3.
The case z=1 and u =0 is handled in [25] (with a sign typo in his Eq. (7)). From the particular form of the binomial coeffi-
cients in (3.7) it follows that the recurrence relation is homogeneous precisely if any g = 0.

Proof. A derivation of (3.7) proceeds along the same lines as in [25], involving generating functions of Laguerre polynomials.
More specifically, using

B . xt/(1+t)
-ty = 0
2 LW =
the following formal series in ty, t, t3 fulfills
e 3 — M
+ fk)
G'(ty,t5,t3,2) : c W=z 1—H’< ( 38
L ],;3::0 g = p(t1,tz,83,2) G8)

with
p(tl, t27f3,Z) = (1/2 — 1)(f1 +ty + t3) + (2/2 — 1)(t1t2 + tit3 + tzfg) + (3/2 — 1)t1t2t3.
Applying the identity 1/(1 — x) =1+ x/(1 — x) for x = p(t1,t5,t3,2) to the right hand side of (3.8) leads to
1 3
G (11,62, 63,2) = p(t1, 12, 13, 2)G*(01, 02, 3, 2) + [ [ (1 + )
k=1
Now comparing coefficients of ¢! t2 t2 gives Eq. (3.7). O
Numeric experimentation suggests that c?(z) is bounded asymptotically (|i| - o) if and only if z > 3/2. As illustration,

Fig. 6 shows the central coefficient c?;;(3/2), which alternates its sign depending on the parity of i. As heuristic explanation
of the asymptotic behavior, we focus on the central coefficient cf;;(z) and set

C3i(2) == ¢ji(2), Cai1(2) =€)y 44(2), Caia(2) =€y 04(2)-
Plugged into (3.7) and letting k := 3i gives
Ce(2) = =3(1/z = 1)C1(2) + 3(2/2 = 1)Ck2(2) — (3/2 = 1)C-3(2).

This equation is only correct if k is a multiple of 3. Nevertheless, interpreted as difference equation yields the companion
matrix

cm(3/2)
.
.
.
0.05| ..
.
L
ey
Ceens
®ecces,
R
L L L L Il L L L Il L L L L L L L L I
20 40 60 80 100
..,.............................
ceveec®
°® .
.
.
L .
.
-005F ,
70

Fig. 6. Asymptotic behavior of the central coefficient ¢?;;(3/2) defined in (3.6), which oscillates between positive and negative values.
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0 1 0
Z= 0 0 1
-(3/z-1) 3(12/z—-1) -3(1/z-1)
with eigenvalues {1,1,—(3/z — 1)}. Thus, the spectral radius p(Z) < 1 precisely if z > 3/2.
We add the following observation: the homogeneous recurrence relation may be interpreted as a differential equation in

3 dimensions by treating the indices i as continuous variables, c!'(z) = f# (i), and taking the continuity limit. Namely, without
the inhomogeneous contribution, (3.7) becomes

0= % [—(1/z=1)(ff'(i— (h,0,0)) + f#(i— (0,h,0)) + ff'(i— (0,0, h))) + (2/z—1)(f/'(i — (0,h, h))
+fz’l(i ) (h’ 0’ h)) +fz’l(i N (h7h70)))7(3/z - 1) Zﬂ(i - (h~hh)) 7fZ‘u(i)} = 7% (Oizig + 8i1i3 + 8i1i2) Z"(i)
* <% B 1>ai1i213 fzﬂ(i) + O(hz).
Here we have already used

((9,*21'3 + Oiyiy + Oiyiy )fz'u(l) =
to simplify the O(h) term, which disappears precisely for z = 3/2.

3.2. Argument rescaling

Given any fixed y € R.o, we try to re-express Laguerre expansions (2.10) evaluated at the scaled coordinates y x as expan-
sions evaluated at x. First note the following well-known identity for k, 4 € Ng:

k k+u
yx) =y (1 < )U‘ for R-o. 39
(yx) =¥ ; /Y- 4 (x) Y€ R (3.9)

Similarly, a direct calculation shows that for all y # 0,

iﬁ;a YLy x) y"lzkoj -0 (7 /’jjf ). (3.10)
Due to (3.9), for any exponentially decaying sequence d:=(dy)x~o it holds that

Hi(y x) =y*?e" V"2 Hi (x), d =S d (3.11)
with the upper triangular matrix S} = (s}, (y)) defined by

k(i) i k+p .
i = | = —
= () =0 (T o i<

and s, (y) = 0 otherwise.

This result can be combined with the operation (3.1), as follows. Assume we are given g € N3 with us = 11 + i, as well as
Z1,22 € Rog and two exponentially decaying sequences d;,d,. Set z:=(z; +z,)/2 and use (3.2) to calculate the sequence
d = (di)k=o:

dy = (ZI])HI/Z( )!tz/2<s,uz d, |HI‘ Sl‘l > Zi/' =z/z.

Then, combining (3.1) with (3.11) gives

Hy! (z1 X) Hg2 (22 X) = Hy (2 X). (3.12)
Note that the exponential functions on both sides match. Summarizing, we have obtained the product of two Laguerre
expansions with rescaled arguments.

As slight variation of (3.11), given y € R.o and an exponentially decaying sequence d, we try to find a sequence d' such
that

Hi(y X) = Hiy (x). (3.13)

Due to the orthogonality relation (2.9), we have to compute the following integral for integers i,k > 0. Using Egs. (3.9) and
(2.9) leads to
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o Wi 12 /) 1/2 N
/ H,”(X)Hﬁ(yx)dhi(z—*ﬁ) ('“‘) <<+“) XH),(G!) F, (i,k;1+u;4y 2)
0 y+1\y+1 u u y+1 y-1)

with the Gaussian hypergeometric function ,F;.
3.3. Integral identities

We derive analytic solutions of integrals originating from Neumann’s expansion of 1/|x —y| in terms of Legendre func-
tions (see Eq. (4.2) below).

Proposition 2. For any y,z € R and integers k, it > 0, it holds that
k-1

[Honea=a-yf-gyaess Y oy vy e (1) 314

Proof. First note that for y = 1, Eq. (3.14) simplifies to 1 — e * for k=0 and
k+pu-1
k

This identity can be proven by taking derivatives on both sides. Then, combining (3.9) and (3.10) (for k — 1) with (3.15) leads
to (3.14). O

/ZLﬁ(x) e*dx = (L ,(2) — L{(2))e* + ( ) for k> 1. (3.15)
0

For any integers L, k.k > 0, consider the nested integrals

1 (% uo o [ N
w1 Iz /2 I —x/2
f =2 /0 Li(X) e /0 L (x) e ?dxdx. (3.16)

They have a surprisingly simple form for =0, 1:

Proposition 3. The integrals tﬁ;} in (3.16) are equal to

1 -2 2 -2
1 k=k 01 -2 2
=12 (=1 k<l:< (tgk) -lo o 1 -2 7
0 k>k 0 0 0 1
and the integrals t}d.<
1 -1 1 -1
(-1)* k<kand k even 1 0 0 0
Be=141 k> k and k even (f,l,;) =1 0 1 -1
0 otherwise 1 0 1 O

Proof. These identities can be proven by applying Proposition 2 to the inner integral and using the orthogonality property of
the Laguerre polynomials. O

For the following paragraph, we state

Definition 4. Given integers it € Ng and 1 <i <k, set

hig(y) = i(—ﬁ’@iﬁ)/(?) YER. (3.17)

n=i

Expressed in terms of generalized hypergeometric functions,
1 1 i—k

. k+
hia(y) = <i+5> 3F> iy
1+i 1+i+pu
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Given z € R,y € R and integers k, i > 0, we set out to solve the integral

0 u . E
/OL,((yx)e log<1+x>dx. (3.18)

For that purpose, we decompose the logarithm into log (1 + x/z) — log (x/z). Considering the first term, integration by parts
and (3.14) give

/\ log(1 +x/2) L (v x) e *dx =/ —L" (y x)dx — yz y)k ”/ LL"( x)e*dx.
0 0 0

x+z"!

The integrals on the right hand side are solved by the following proposition:

Proposition 5. Let z € R.g and y € R, then for all integers k, pt > 0,

/m 1 iy x) erdx=1(—y 2) [(0,2) & — %ihi‘i(y) v 2) (3.19)
0 i=1

X+z

with the incomplete gamma function I

Proof. For k =0, we obtain (via a computer algebra system)

/‘ 1 e*dx=T(0,z)
0

X+2Z
in agreement with the right hand side of (3.19). For k > 1, a change of variables yields
/m ! (y x)! *"dxf/ooL (y zx) e?*dx = (—y 2)' iF(O z) &
o x1z Y o x+1 VY =Yg

for any integer i > 0. Thus, the integral (3.19) is a linear combination of the last term (i =0, ..., k). The explicit formula on the
right hand side of (3.19) follows from a (rather tedious) calculation, using d, I'(0,z) = —e ?/z. O

Concerning the second logarithm log (x/z) in the above decomposition, first note that

i = [ " log(x/2) % edx = Hi — (7 + log(2),

where 7y is Euler’s constant and H; the ith Harmonic number. Namely, integration by parts yields the recurrence relation

ff(Z):%Jer(zL i=1,2,...,

and fo(z) = —(y + log (z)) can be shown by a computer algebra system. Thus, for all integers k, 1t > 0

o e Tl iy (kru=1Y
| togtu/zitio e dxf;(iw)(—l)m—( o)+ loga)

Combining this equation with (3.9) yields the following generalization:

Proposition 6. Let z € R.o and y € R, then for all integers k,; > 0,

/0& log(x/2)L{'(y x) e *dx = i(’:;’j) (—y)'H; - (k Z “) ( ki uZ( l ) Hff) (7 + l0g(2)).

Hence we have collected all ingredients for solving the integral (3.18) in closed form.

We can now assemble the above results to calculate the nested integral
T gy a2 % * i /2 dvd
'/0 L (x) e™¥* arcoth(1 +X/z) /0 Ly (x) e™*dxdx, ze Ry (3.20)

for integers k, k, 1 € No. Proposition 2 with y = 2 and a change of variables (2x — x) gives the inner integral. Combined with
the Laguerre product coefficients ¢/ (1) in (3.6),

oo kik 00 2z
] 0 T
(320)=2 q?‘k/o L¥(2x) e *log ( dX Zqz kkj/ Lj(x) e log <1 +7> dx
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with the integer (!) coefficients

k-1 7
q/{,k = (—1)I< + Z(_l)kqﬂ(l.-‘r ,Lt)7

parc i+1

WO k i WO
q2 ’(kj kkj + 2 Z C1kj

1]I<

The two above integrals are precisely of the form (3.18), which completes the calculation of (3.20).
As last task of this section, given k, it € Ny and z € R.o, we try to compute the Laguerre expansion coefficients of

1
HE (x).
V2Z+x k)
In other words, due to the orthogonality property of Laguerre polynomials, we have to calculate the integrals
o0 1
HE (x)HE (x)dx 3.21
| i 321)

fork=0,1,.... Employing the Laguerre product coefficients b""o( 1) from (3.4), the above integral can be reduced to a linear
combination of

Wi (2) := /0 \/Zzlﬂ]“k(x) e*dx, ze€R.. (3.22)

We can calculate these integrals iteratively for k=0,1,2,... via the following

Proposition 7. The functions wy(z) obey the recurrence relation

W2dweald) g,

Wi(2) = Wi1(2) +—— KAz vz

(3.23)

with the starting value
Wo(2) = VT erfc(v2 z)e? *

where erfc is the complementary error function.

Proof. The formula for wy(z) can be derived via a computer algebra system. Concerning the recurrence relation, first inte-
grate (3.22) by parts (x — x/z) to obtain the alternative representation

|
wz:\/E/ ——L(z x) e *dx.
l(( ) o \/m k( )
Applying the relation

d%Lk(Z X) e ¥X= k+1 (Lis1(z x) — Ly(z x))e 2 * (3.24)
to this representation gives the recurrence formula (3.23). The relation (3.24) follows from combining
C? Lk = —ZL, e? with x- L,’(X) = —(l + 1)Li+1 (X) + (21 + ])LI(X) —iLi,4 (X) O

4. Coulomb and exchange integrals of prolate spheroidal orbitals

The computation of Coulomb interactions is often the most demanding task concerning multi-electron quantum systems.
In this section, we provide the details of an efficient algorithmic implementation, which employs analytically precomputed
integrals (from Section 3) and a subsequent Taylor expansion to speed up calculations, and avoids difficulties caused by an
alternative numeric approach. For example, we observe that the absolute value of the nested integrals in Eq. (4.9) is typically
much smaller than (the maximum over x) of the inner integral. This general effect could be explained by the orthogonality
property of Laguerre polynomials. In any case, analytically solving the nested integrals as a whole circumvents the numeric
difficulties caused by the blow-up of the inner integral.

Given square-integrable spatial “orbitals” a, b,c,d € L*(R*,C), we define the Coulomb integral (following standard nota-
tion) as

(ab|cd) := /D;G Wb(mﬁ

C(Xy)d(xy)dx1 X,
_ x2|
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where — is the complex conjugation. In our setting, we want to calculate the concrete realization
(l//ném‘//n’l’m/ |Wﬁiﬁ1 l//ﬁ/?/rﬁ’) (41)

for single-electron wavefunctions /,,,,, from Section 2. The labels ném, n'¢'m’, etc. are the “quantum numbers” in the molec-
ular term symbol (2.13).

To evaluate these Coulomb integrals in prolate spheroidal coordinates, we pursue the same approach as [14] and employ
Neumann'’s expansion

2
RZZ Ve ZT“((T—W:) PL(E1)QU(E) x PL(1,)PL(112) €08 (v(@y — 0,)) (42)

X — X2| e s (T+v)!

with €g=1, €, =2 for v>0 and &, < &, (otherwise interchange &; < &). P, and Q. are the Legendre functions of the first and
second kind, respectively. A derivation of (4.2) can be found in [26]. For the following, remember the volume element in pro-
late spheroidal coordinates, dV = (R/2)*(¢? — #?) d¢ dy do.

With (4.2) plugged into (4.1), the integrals over ¢, and ¢, result in

. p2m 1/e, ifm—-m=—-(m-m')and v=|m-m|
im—m")p,-im-m")p2d . d v
27t / / cos ( —¢) e 1692 = {0 otherwise
(43)

Thus, the right hand side of (4.2) effectively contains the sum over 7 only, starting from 7 = v.
To approximate the infinite sum over 7, we include all terms up to a threshold 7.« This truncation is justified due to the
exponential convergence, as illustrated in Fig. 7.

4.1. Angular Coulomb integral

The expansion (4.2) admits a separation of the #; and #, integrals. Both are of the same form, so it suffices to restrict the
following presentation to the #, integral. Taking into account the volume element, we have to calculate

o1
/ S7p.Aq. S}, (ip', Aq. )Px(n) 1pdy, (4.4)
for j € {0,2}, where we have once again set u := |m| and g’ := |n7|. Since S}'(ip, 0,7) and P (n) have parity (—1)"** and (-1)*",
respectively, it follows that in the homonuclear case, (4.4) is non-zero only if
l+p+0 +W+T+Vy s even (4.5)

Plugging the expansion (2.5) into (4.4) results in a linear combination of integrals of the following form (see also [14, Appen-
dix D]), which are explicitly solved by Wigner 3j symbols:

trunc error

1
1 (Ipm1p(=n) | Ip(—n) Lpm)
0.1]
0.01
(Iso 1so | Iso 1s0)
0.001F (Iso 1po | 1po 1so)
1074
L L L L L L L L Tmax

L
1 2 3 4 5 6 7 8 9

Fig. 7. Estimated relative truncation error of the sum over 7=1v,...,Tnax in the Neumann expansion (4.2), exemplified by the Coulomb integrals (4.1).
Wavefunctions are taken from Section 2 with R = 121 pm (experimental bond length of '60,). The observed exponential convergence renders the expansion
(4.2) particularly useful. We have calculated the error by comparison with the sum up to 7= 11. Only every second 7 contributes due to the symmetry
constraint (4.5) below, which explains the plateaus of the curves.
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2 by l3
—1)keths if U3 = |1y — 1]
14 12 y, ;tz 3 b b6 4 ( <:u1 —H _:u3> o
§H<€,+,u) /P P P3(7])dl’]—(0 0 0)>< 1 L b B3 .
1) (ul 1 7u3> s =4+ 4o

The equation is valid for non-negative integers py, [, i3, assuming (w.l.o.g.) i1 > po. Given the Wigner 3j symbols, this is
much easier to calculate than Gaunt’s formula of the integral.
The factor # in (4.4) for j = 2 can be incorporated by the identity (2.14) above.

4.2. Radial Coulomb integral

For conciseness of notation, we subsume the “quantum numbers” ném from (4.1) as i, and equivalently for #, i and 7. The
radial contribution to the Coulomb integral is computationally much more challenging due to the dependence of whether
&1 <& or & = &. Thus, the integrals over ¢; and & cannot be separated any more; instead, we obtain the nested integrals

[ aeam@eiad [ e ddads + (i - ) (46)
1

for j,j € {0,2} due to the volume element.

The authors [14] apply an integral transformation (from Ref. [26]) to (4.6) and then solve the resulting integral numer-
ically. It consists of an outer integral over the product of two functions, which are themselves integrals. Although this ap-
proach inherently respects the symmetry k < k, we haven’'t found it computationally advantageous as compared to
solving (4.6) directly, since three integrals need to be calculated instead of two.

In the following, we provide the details of our approach. We employ the methods developed in Section 3 to evaluate (4.6).
As first (and most expensive) step, set p; := (p; + py)/2 and calculate d;; via (3.12) such that

Ai(&)Ay(€) = Hy (2p; X)Hi,, (2py %) ;H;H,(ZPii/X)v x=¢-1 (4.7)
Proceed analogously for p; and d;
H;”, (2py X) = HE“, (2pyw X)

(equivalently for by, ). In case p;; = py, this step can be cut short by simply setting b;; := d;; and b, := d;
of variables, the integral (4.6) (times the normalization factor (t — v)!/(t + v)! and for],] = 0) equals

(byy|By(2) bg), z:=2p,y (4.8)
with the matrix B(z) = (b;‘k,}(z))’k defined by

Finally, set p; := (pi + Py)/2 and calculate coefficients by, by, via (3.13) such that

i’ jid

Then, after a change

i’

b (2) = EZ:;: /O "THREQ( +1/2) x /O XH;(x)P:a+x/z)dxd>~<+<kH1}>. (4.9)

The factors é’] and 5"2 for j =2 or j = 2 in the integral (4.6) can be incorporated via Eq. (2.16), similar to the angular integral.

Thus, given the matrix B](z), we have reduced the rather expensive integral (4.6) to the simple matrix formula (4.8). To
obtain B! (z), we have first precomputed the entries (4.9) symbolically in z as detailed below. Still, the resulting formulas are
quite extensive and preclude a fast numerical evaluation. Our remedy consists in a Taylor expansion of (the entries in) B (2):

Bi(2) = nszwt?‘ " (20). (4.10)

n=0 n!

We precompute the derivatives B!™ symbolically (up t0 Nmax=8) and then evaluate them at (half)-integers
zo=1,1.5,2,2.5,.... Due to potential numeric cancellation effects, we employ high-precision arithmetic for this intermediate
step. Nevertheless, the entries of the resulting matrices B (M (zo) are well-behaved and do not increase for higher values of n.
These numeric matrices are then stored on disk for later usage.

4.2.1. Error estimation

The sampling of half-integer evaluation points ensures that for each occurring z, there is a closest zo with |z — zo| < 1/4.
Thus, a very coarse error estimate of the Taylor expansion (4.10) gives an error of 10~!'!, when assuming that the individual
entries of B/™ are in the order of 1, independent of n. In reality, we observe even better results, up to double floating-point
precision 10716,

Until now, we have not yet discussed the truncation error of the Laguerre expansions. As illustrated in Fig. 2 above, we can
reach machine precision due to the exponential decay. However, the number of required coefficients depends on the partic-
ular decay parameters. When multiplying two expansions via (3.1), these numbers typically add up to give the number of
coefficients in the resulting expansion. Thus, in our setting, the coefficient vectors b; and by from the formula (4.8) have
approximately length 36.
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4.2.2. Cost analysis

Summarizing the above steps after precomputation, our algorithm only needs the numeric matrices B! (z,) from the Tay-
lor expansion (4.10) as input, instead of the symbolic integrals (4.9). In particular, no numeric integration is required.

The most expensive remaining step is the Laguerre expansion of the product A;(¢) Ay (&) in (4.7). Assuming that the expan-
sion vectors d; and d; have length K and the resulting vector d;; length 2K, the operation (3.2) has to be performed 2K times,
leading to the asymptotic total cost O(K*). In our setting, K is typically equal to 18. Since matrix operations are highly opti-
mized, the computation time is in the order of milliseconds on modern PCs.

4.2.3. Symbolic calculation of the integrals (4.9)

In what follows, we reduce (4.9) to the integrals (3.16), (3.19) and (3.20) (solved in Section 3.3). We focus on the relevant
cases v =0,1,2, but our approach can easily be extended to higher v. In the simplest case 7, v = 0, the integrals (3.20) and (4.9)
coincide since Qq(¢) = arcoth (¢). For general 7, v, our strategy consists of “absorbing” the Legendre functions into the La-
guerre polynomials from H, and Hj by repeatedly applying Eq. (2.15) (multiplication by x).

First, remember that the Legendre function of the second kind splits into

%+P (&) arcoth (&),

where P} (¢) is the Legendre function of the first kind and G, a polynomial of order 7 — 1 + v.
Consider the case v = 0: since P(¢) is actually a polynomial, repeated application of (2.15) allows us to write

Q:(§) =

k+t

Lk( ) +X/Z Zakn (4~1l)

i=k—1

with some coefficients ay.i(z). Proceeding similarly with G, (1 + x/z), the integral (4.9) becomes as a linear combination of the
integrals (3.16) and (3.20).

The case v = 1 is more involved since P!(¢) is no polynomial any more, but consists of the factor (¢2 — 1)!/? x a polynomial
of order t — 1. To circumvent this difficulty, we first rewrite

1
V2z+Xx

A symbolic Laguerre expansion of the first factor (computed in (3.21), Section 3.3) transforms the right hand side to a linear
combination of

H} (x)v/2z + x PL(1 + x/2).

Plugging in the definition of H (x), we obtain

1/ +1) L (x) e % \/x(2z + X)PX(1 +x/2) .

poly(x)

H,(x)P1(1 +x/2) = ————H,(x) - /22 + x P}(1 +x/2).

Since the second part is a polynomial in x, we can proceed as for v =0. The same transformation works for Q’(¢) as well,
which completes the case v=1.
Finally, for v = 2, the decomposition (4.2) times the factor x (from Hz(x)) reads

z? 5
=57 1x (1 +x/z) +x P;(1 +x/z) arcoth (1 +x/z).
After a transformation similar to (4.11), we conclude that the integral (4.9) can be reduced to a linear combination of the
integrals (3.20) and (3.19) (after a change of variables x — x/2 and using the Laguerre product coefficients cf(1) in (3.6)).

xQ%(1+x/z)

4.2.4. Testing the implementation
As first check, we calculate the following (homonuclear) Coulomb integral and obtain

(Y156¥ 156 W1so¥1s6) = 0-780883 for R=14au., Z,=Z,=1

with summation up to T, =9 in (4.2). This agrees to all digits with the tabulated value in Ref. [15]. Similarly, for the het-
eronuclear case (HeH" molecular ion with Z, = 2 and Z,, = 1), we obtain (V/1ss¥/1s6|W1s6 W1ss) = 1.23207, which agrees in 4 dig-
its with the value 1.23225 from Ref. [15]. The discrepancy could stem from lower precision arithmetic in [15], or from a
different truncation of the Neumann expansion. We have verified all digits of our value using Mathematica’s numeric inte-
gration routines to solve the integrals (4.4) and (4.6) directly (which is much slower in this case), and by comparing the trun-
cations T,ax = 6,7,8,9 of the Neumann expansion (all agreeing in the first 7 digits).

For further testing, we have numerically computed the integrals (4.6) with several other parameters, and found that the
values agree in at least 12 digits.



5172 C.B. Mendl/Journal of Computational Physics 231 (2012) 5157-5175
5. Application to diatomic molecules

To demonstrate the feasibility of our algorithmic approach, we apply it to the diatomic molecules O, and CO.
The N-electron Hamiltonian for diatomic molecules in atomic units (Born-Oppenheimer approximation) reads

N 1 Zo Zy 1 ZZy
H= By VL L) JEER N ) 5.1
;( 2 Tia T,'b> i Tij R ( )

where 1, and r;;, denote the distances of the ith electron to the fixed nuclei at (0,0,  R/2), respectively, Z,,Z;, € N-, the nu-
clear charges (as for the single electron Schrédinger Eq. (2.1)), and r; = |x; — ¥;| the inter-electron distance between electron i
and j. The first sum (denoted Hy) contains precisely the single-electron Hamiltonian (2.1), the second sum is the inter-elec-
tron Coulomb repulsion (denoted V..), and the last term the repulsion of the nuclei. The homonuclear version (Z, = Z}, := Z)
describes atomic dimers like hydrogen H, or oxygen O,.

Analogous to Ref. [27], it is instructive to investigate the limit of large nuclear charge Z. (We consider the homonuclear
case here for simplicity.) Namely, a short calculation shows that if ¥(x;, 01, ..., %y, on) € L2(R® x {i%})”) solves the N-elec-
tron Schrodinger equation H¥ = E¥ with H defined in (5.1), then the rescaled wavefunction

V(y,,01,....Y5, ON) = Z N2 lP(Z’ly],(f], L2y, O'N)

solves
~ 1 N\~ E~
<H0 +5Vee +R> V=V (5:2)

with

G EN: 1, 1 1
. i=1 2 }yi+%ZRe3| !yi’%ZRQ‘ .

As Z — oo, Ho describes two isolated atoms and the electron—electron interaction 1V, becomes small due to the prefactor J.
Since Ho depends on Z, we cannot repeat the exact same analysis as in Ref. [27], but our single-electron wavefunctions are
eigenfunctions of Hy nevertheless. Thus we expect that our calculations match highly-charged (electrically confined) molec-
ular ions well and could serve as benchmark for alternative computational approaches.

To allow for comparison with experimental data, we focus on the paramagnetic “triplet” oxygen molecule O, in the fol-
lowing paragraph, i.e.,Z= 8 and N = 16. The ground state symmetry is characterized by the molecular symbol 3Zg‘. That is, the
spin quantum number equals 1 (hence “triplet”), the angular L, momentum quantum number is zero (rotation about inter-
nuclear axis), and the parity is even.

The common textbook version of the electronic quantum state reads as follows. All molecular orbitals up to m,(2py,) are
completely filled (see Fig. 4), leaving the two remaining electrons in the “antibonding” 7; (2p,,) orbitals. These two elec-
trons form a spin triplet, hence the paramagnetism. With the mapping from Fig. 4, the electronic configuration corresponds
to the following Slater determinant:

¥y = [1s0, 1] 1poy 1| 2504 1| 2poy 1] 1dag 11 1p(£7), 11 1d(£7), 1).

In what follows, we try to approximate the groundstate energy of O, via the methods from the previous chapters, with
summation up to Tmax =9 in the Neumann expansion (4.2). We include all wavefunctions of the 3%, symmetry subspace,
restricted to configurations with the 1so,1] and 1po, 1] orbitals completely filled, and the occupations of the higher orbitals
(up to 1fa,1|) allowed to vary. In our case, this gives 54 wavefunctions, including ¥. For example, another state in the sym-

metry subspace reads
¥y =|---1p(&m), T 1d(£m), 11),

which is the same as ¥ except for half-occupied 1p (=), molecular orbitals instead of 1d (#7),.

Thus, the groundstate energy is the smallest eigenvalue of the 54 x 54 matrix (¥;|H¥;); with the Hamiltonian H defined
n (5.1). Since the ¥; are exact eigenstates of the N-body Hamiltonian without the inter-electron Coulomb repulsion V., the
latter can be regarded as perturbation of (H — Ve.) (see also Eq. (5.2)).

We use the software toolbox [16,28] to express (¥;|Ve.P;) as linear combination of Coulomb integral symbols (4.1), after
tracing-out the spin variables. The symmetry properties (ab|cd)=(cd|ab) and (ab | cd) = (ba | dc) simplify the resulting
expressions. As concrete example, the following off-diagonal matrix element reads

(YIl'Vee lI’2> = (wlpnul//ldng|¢lp(—n)u‘p1d(—ﬂ)g) - (‘plpnuwld(—n)lep(—n)u l/’]dng)'

Both diagonal entries (¥;|Vee¥;) (i=1,2) are quite extensive, consisting of 79 individual Coulomb integrals.
Our approach can easily be adapted to other symmetry subspaces. Thus we include the experimentally next low-lying
symmetry levels 1Ag and 'X; as well (see for example Ref. [29] for an overview).
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The result of our calculations is plotted in Fig. 8, showing the electronic groundstate energy (blue dissociation curve) as
well as excited energy levels (purple and brown curves) dependent of the nuclear distance R. Our computation predicts an
optimal bond length Ry, = 2.325 a.u. (dotted red line), which is quite close to the experimental value from the literature
[30,31], Rexp('®02) = 121 pm = 2.2866 a.u. (green line). Additionally, we reproduce the experimental ordering of the symme-
try states.

Having obtained the groundstate energy, we can calculate the dissociation energy O, — 20 by subtracting (2x) the en-
ergy of an individual oxygen atom. Since the outcome of theoretical calculations depends on the particular model (e.g.,
the Ansatz space of single-electron wavefunctions), similar models should be used for both the O, molecule and the individ-
ual atoms. In our case, a close match regarding single atoms is Ref. [27] as already mentioned above. Namely, the authors use
hydrogen-like wavefunctions as Ansatz space and treat the inter-electron Coulomb repulsion as perturbation (similar to the
present study). Additionally, the electronic configurations match ours in the R — co limit (available atomic subshells 1s,

EingletVee +Z*/R [a.u.]

-1332¢
-133.3 ; oxygen O2
-133.4 *
-133.5 *
-133.6 *

-133.7F

L L L L L L L L L L L L : L L L L L L L L L L R[au]
1.8 2.0 22 2.4 2.6 2.8

Fig. 8. Potential energy curves of the O, molecule (this paper), i.e., lowest eigenvalue of the matrix (¥;|H ¥;) with the Hamiltonian H from (5.1) restricted
to the corresponding symmetry subspace. Dots are calculated values, and the continuous line a spline interpolation of degree 3. The min-
imum — 133.689 a.u. of the 32; symmetry level is attained at R=2.325 a.u. (dotted red line). For comparison, the experimental bond length from the
literature (green line) is also shown. (For interpretation of the references to colour in this figure legend, the reader is referred to the web version of this
article.)

(a)

E +Vee+Z,Z,,/R [a.u.]

single

carbon monoxide CO
-102.0

(up to 1f o-orbital)
-102.2
-1024 |

-102.6

(b) g

single

+Vee+ZuZy/R [a.u.]

carbon monoxide CO
-1049

(up to 3so orbital)
-105.0 f
—105.1 F

-105.2

E L N L L L R[a.u.]
2.0 22 2.4 2.6 2.8

Fig. 9. Potential energy curve of the CO molecule restricted to the groundstate '>* symmetry subspace (this paper). (a) Same basis set as in Fig. 8, (b)
additionally including the 3sa7| spheroidal orbitals. In (b), the minimizer of the curve (dotted red line) is closer to the experimental bond length (green
line). Note that the energy axes are shifted by approximately 3 a.u. (For interpretation of the references to colour in this figure legend, the reader is referred
to the web version of this article.)
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2s,2p, with the lowest 1s subshell always occupied). From [27], Eg min = —66.7048 a.u. for the groundstate angular momen-
tum/spin symmetry 3P. Thus, we obtain the dissociation energy

2Eo min — Eo, min = 0.278971 a.u. (5.3)

For comparison, the experimental dissociation energy of oxygen (enthalpy change at 0K) is Eo,expdiss = 5.1157 €V =
0.1879 a.u. [32], which differs from our calculated value (5.3) by approximately 50%. The discrepancy is likely due to the
small dimension of the Ansatz space (number of single-electron wavefunctions, up to the 2p subshell in our case). Note that
the dissociation energy is 3 orders of magnitude smaller than the total energy. Thus, subtracting groundstate energies re-
quires at least 4 correct decimal digits for just 1 digit of the dissociation energy. In any case, our calculated value reproduces
the experimental data qualitatively correct, in particular the sign (i.e., the fact that O, binds).

To provide an example for a heteronuclear molecule, we repeat the analogous calculations for carbon monoxide CO, i.e.,
Z,=8,Z,=6and N = 14. Fig. 9 shows the resulting ground state dissociation curve with the same spheroidal Ansatz space (up
to 1fa1]) as for oxygen. Notably, the deviation between the experimental bond length Rey,('*C'®0) = 112.8 pm (green line,
[33,31]) and the calculated minimizer of the curve (dotted red line) is relatively large. This is presumably due to the small
number of spheroidal basis functions. Indeed, when including the 3sa1| spheroidal orbitals, the minimizer of the curve ap-
proaches the experimental value (Fig. 9).

6. Conclusions and outlook

We have developed and implemented an efficient computational framework to evaluate the angular and radial Coulomb/
exchange integrals in prolate spheroidal coordinates by employing Neumann'’s expansion of 1/|x — y| and taking advantage
of symbolic integration as far as possible. The algorithm strongly relies on matrix operations to speed up computations.

A particular advantage of our approach is the universality of the precomputed numeric matrices in (4.10). Once obtained,
these matrices can be reused for subsequent calculations.

The application to the oxygen and carbon monoxide molecules shows the feasibility of our algorithm. We reproduce qual-
itatively correct energy curves, and the calculated bond length and dissociation energy are in reasonable agreement with
experimental values.

A long-term goal of the present paper is a better understanding and quantitative description of atomic interactions and
chemical bonds, which could be modeled using spheroidal orbitals. To reduce complexity, one could employ the well-known
hydrogen-like orbitals for the core electrons (close to the nucleus). This combination of spheroidal and hydrogen-like orbitals
requires proper orthonormalization and the calculation of Coulomb/exchange integrals between these different kind of orbi-
tals. Inversing the LCAO Ansatz to approximate the spheroidal wavefunctions locally (close to an atomic nucleus) might be
feasible for these purposes.

Finally, the algorithm presented here could be combined with established computational chemistry methods (like Con-
figuration Interaction or Coupled Cluster) in future projects.
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