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Ab initio potential-energy curves, scattering lengths, and rovibrational levels of the He; molecular
ion in excited electronic states
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We calculate accurate potential-energy curves for a ground-state He™ ion interacting with a He atom in the
lowest-energy metastable >S electronic state. We employ the full configuration-interaction method, equivalent
to exact diagonalization, with results extrapolated to the complete basis set limit. The leading relativistic and
adiabatic corrections are included using perturbation theory. We calculate rovibrational levels and spectroscopic
constants of the HeJ molecular ion in excited electronic states for three stable isotopologues. We predict the
scattering lengths for ultracold ion-atom collisions. The theoretical data are presented with their uncertainties
and agree well with previous results for the ground state. The reported results may be useful for the spectroscopy
of the HeJ molecular ion in the excited electronic state and collisional studies of He™ ions immersed in ultracold

gases of metastable He atoms.
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I. INTRODUCTION

Precision spectroscopy of few-electron atoms and
molecules provides a perfect ground for probing our
understanding of quantum mechanics, quantum electro-
dynamics, and even the Standard Model [1,2]. Examples
include the measurements of the atomic hydrogen Lamb shift
and the proton radius [3,4], the electron-to-proton mass ratio
[5], the spatiotemporal variation of fundamental constants
[6], and bounds on the fifth force [7], among others. Such
applications are realized by comparing experimental atomic
or molecular transition frequencies with theoretical results of
accurate ab initio calculations.

The electronic structure calculations for few-electron
atoms and molecules have reached unparalleled accuracy.
The nonrelativistic, electronic Schrédinger equation can be
solved almost exactly for such systems, while relativistic,
quantum electrodynamics, adiabatic, and nonadiabatic correc-
tions can be included in a controlled and systematic way.
Highly accurate calculations have been carried out for the
H [8], He [9-11], and Li [12,13] atoms, as well as for the
HJ [14], Hy [15], HeH™ [16,17], HeH [18,19], He; [20-23],
and He, [24,25] molecules and molecular ions, and their iso-
topologues, reaching accuracy below 10~ cm™! or 1 ppb in
some cases. Spectroscopic accuracy (below 1cm™") has also
been achieved for some larger, many-electron molecules, e.g.,
Li, [26], NaLi [27], and Be, [28]. The precisely calculated
spectroscopic properties of the lightest atoms and molecules
are also important for astrochemistry and astrophysics, as they
dominate the cosmic matter [29,30].
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The highly accurate calculations of interactions between
atoms are crucial for predicting and understanding their
collisional properties in the ultracold regime. Tremendous
successes have already been achieved in experimental con-
trol and application of degenerate quantum gases of ultracold
neutral atoms [31]. Recently, the first experiments with sin-
gle trapped ions immersed in ultracold atomic gases [32,33]
have also achieved the s-wave quantum regime of ion-atom
collisions. It paves the way for investigating qualitatively new
and interesting controlled chemistry and quantum few-body
physics [34] governed by longer-range ion-atom interactions,
which are missing in neutral samples. Until recently, the ex-
perimental ion-atom systems were only investigated in the
temperature regime where the semiclassical theory of colli-
sions explains the system’s dynamics [35]. It is easier to reach
the quantum regime in systems that contain a heavy ion and
light atoms, where the micromotion effects are less relevant
and thus result in less heating [36]. On the other hand, one
can investigate ion-atom interactions in light systems, where
the small reduced mass of the colliding particles results in a
higher temperature of the quantum regime [37]. Additionally,
a small number of electrons may allow for more accurate
theoretical predictions. We choose the latter approach and
propose studying a helium ion in the ground doublet 2§
state immersed in an ultracold gas of helium atoms in the
first excited metastable triplet 3§ state. The well-developed
methods for laser cooling and trapping of such atoms [38]
combined with high controllability and long lifetime of ions,
which can be sympathetically cooled and manipulated [39],
give the prospects for fruitful experimental investigation and
application of ultracold He™ + He* collisions.

Here, we investigate the excited-electronic-state proper-
ties of the HeJ molecular ion resulting from the interaction
between a He™(2S) ion and a He*(’S) atom. We use
state-of-the-art electronic structure methods to calculate the
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potential-energy curves (PECs) and spectroscopic constants.
We employ the full configuration-interaction (FCI) method
and one-electron Gaussian basis sets of increasing size. The
electronic energies near the complete basis set (CBS) limit are
obtained by employing extrapolation techniques. In order to
increase the accuracy of the calculations, we include the lead-
ing relativistic and adiabatic corrections using perturbation
theory and also estimate the quantum electrodynamics effects
on the interaction energy. We calculate the rovibrational lev-
els of three stable isotopologues of the He}L molecular ion.
Finally, we use our accurate PECs to provide the scattering
lengths in the ground and excited electronic states.

This paper has the following structure. Section II describes
the theoretical methods used in the ab initio electronic struc-
ture and nuclear dynamics calculations. Section III presents
and discusses the results, i.e., the potential-energy curves, the
rovibrational spectra, the spectroscopic characteristics of the
He;r molecular ion, and the scattering lengths. Section IV
summarizes the paper and points to further applications and
extensions of the presented results and methodology.

II. COMPUTATIONAL METHODS
A. Electronic structure calculations

The interaction of an open-shell helium ion in the ground
doublet 2§ state with a closed-shell helium atom in the ground
singlet 'S electronic state results in the ground molecular
electronic state of the X>%F symmetry and the first-excited
electronic state of the A2 E; symmetry. When a helium ion

in the ground 2§ state interacts with an open-shell helium
atom in the first metastable triplet 3S state, it results in the
electronic states of the a*X, B*S}, C*Ef, and b*E} sym-
metries, listed in the order of i 1ncreasmg energy. We solve
the electronic time-independent nonrelativistic Schrodinger
equation in the Born-Oppenheimer (BO) approximation and
obtain wave functions and energies of the mentioned molecu-
lar electronic states.

The many-electron wave functions are represented using
the configuration-interaction (CI) approach [40] as an ex-
pansion in a set of Slater determinants constructed from
Hartree-Fock spin orbitals, which are in turn expanded in a set
of fixed one-electron Gaussian basis functions. The energies
and wave functions of the considered electronic states are ob-
tained by the direct diagonalization of the Hamiltonian matrix
calculated using all possible Slater determinants with a well-
defined spatial symmetry and spin projection: Mg = % for the
doublet molecular states, Mg = % for the quartet molecular
states, Mg = O for the singlet atomic states, Mg = % for the
doublet ionic states, and Mg = 1 for the triplet atomic states.
The combination of the CI approach and the direct diagonal-
ization in a set of all possible Slater determinants is known
as the FCI method. With modern computing power, highly
accurate calculations employing the FCI method are possible
for systems composed of up to eight electrons [41-43].

We calculate the nonrelativistic BO interaction energy at
the internuclear distance R using the supermolecule method:

Veo(R) = ERSHe" (R) — ENS(R) — ENS™ (R), (1)

where EFHe (R) is the BO energy of a given molecular state

and Egg (R) and Ej H°+ (R) are the BO energies of the atom (in
the respective electromc state) and the ion computed in the
dimer-centered basis set [44]. This is equivalent to applying
the so-called counterpoise scheme [45] to remove the basis
set superposition error, which is a consequence of unphysical
lowering of the monomer energies due to the presence of basis
functions at both sites in calculations for the dimer. When
R — oo, the energies ESS(R) and EFS' (R) tend to values ESS

and Egg, which are the energies of the noninteracting atom
and ion, respectively, in the monomer-centered basis set.

To achieve the highest accuracy, we include the adiabatic
and relativistic corrections to the interaction energy:

Vine(R) = VBo(R) + Vaa(R) + Vil (R). )

The adiabatic correction, also known as the diagonal Born-
Oppenheimer correction, is the leading effect beyond the
Born-Oppenheimer approximation due to the coupling of nu-
clear and electronic motions. In light systems, such as HeJ,
the adiabatic correction may be dominant when compared
with the relativistic correction, especially at smaller internu-
clear distances. The adiabatic correction to the interaction
energy, Vaq(R), is constructed analogously to Eq. (1) with
the BO energies, Ego(R), of the molecular, atomic, and ionic
states replaced by the adiabatic correction, E,q(R), calculated
for each respective system. Within the Born-Handy approach
[46—48], the adiabatic correction for a given system is de-
fined formally as the expectation value of the nuclear kinetic
energy operator, (7,,), calculated with the nonrelativistic Born-
Oppenheimer wave function in the space-fixed coordinate
space [49]. As the BO wave function depends on the nuclear
coordinates only parametrically, direct implementation of this
definition requires the use of cumbersome numerical differ-
entiation techniques [50,51]. Fully analytical approaches to
calculate the adiabatic correction have also been developed
[52-54]. In this paper, we employ an alternative approach de-
signed specifically for diatomic systems proposed in Ref. [55]
and described in detail in the Appendix. The presented ap-
proach relies on the FCI representation of the wave function
of the dimer and the monomers.

We calculate the leading-order relativistic correction to
the interaction energy, Vi (R), within perturbation theory for-
malism. This approximation is appropriate because we only
investigate the ¥ states of light molecules involving atoms
with small atomic numbers. We employ the approach based on
the Breit-Pauli Hamiltonian [56] accurate to the second order
in the fine-structure constant (~a?2):

Vietl(R) = Vmv(R) + Vb1 (R) + Vpa(R) 4 Voo (R),  (3)

where Vyy(R) is the mass-velocity correction, Vpi(R) and
Vb2 (R) are the one- and two-electron Darwin corrections, and
Voo (R) is the orbit-orbit correction. We neglect the spin-spin
and spin-orbit corrections that result in the fine-structure split-
ting of the energy levels and include only terms that shift
nonrelativistic energy without splitting the levels. The individ-
ual relativistic corrections in Eq. (3) are obtained analogously
to Eq. (1) from corrections calculated for the molecular,
atomic, and ionic states. The relativistic corrections to the
energies of the molecule and the monomers, in atomic units,
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are given by expectation values calculated using the FCI wave
functions:

o? 4
Env(R) = =~ Zpi : )
Epi(R) = S ZZI<Z a(ru>>, 5)
1 i
Epy(R) = —na2<2 a(r,-,->>, (6)

i>J

EOO(R)Z_%<Z |:pl Pj_'_l‘u (1'113 pj)pl:|>’ 7

rij ry;
i>j Y ij

where 7 and i denote the nuclei and electrons, respectively, Z;
is the atomic number of a given nucleus, r;; and r;; denote
interparticle vectors, §(r) is the Dirac-delta function, and p; is
the momentum operator of the ith electron.

Additionally, we estimate the leading-order post—Breit-
Pauli correction to the interaction energy, Voep(R) [finally not
included in Eq. (2)]. These terms, the so-called Lamb shifts,
are proportional to o® and & Ina, and estimate the leading
quantum electrodynamics (QED) effects. They are given by
[57]

Voep(R) = Vgep,1(R) + Vgep 2(R), ()

where Voep,1(R) and Vgep 2(R) are the one- and two-electron
contributions approximated by

8a /19
Vaep,1(R) = g(ﬁ —2lnae—1In k(I){eHe+>VDl(R): )

Vorna®) = — 2 (¥ L 13 e W), (10)
= ——| — — In s
QED,2 5373 a | Vb2
where Vp;(R) and Vpy(R) are the one- and two-electron Dar-
win corrections to the interaction energy from Eq. (3) obtained
using Eqs. (5) and (6). Furthermore, we approximate the
molecular Bethe logarithm by

111 k(I)-IeHe* _ ln k(l]_IeEgle + ln k(l){e+E]§If+ (1 1)

- e et ’
Epr + Ep;

neglecting its dependence on R, where EJ and ng+ are the
one-electron Darwin corrections to the energy of monomers
and In k(l;le and In k(l)'Ie+ are the atom and ion Bethe logarithms,
respectively [58]. We use In kg’e =4.3701602230703(3)

[59], Inkfe =4.364036820476(1) [59], and In k§e+ =
4.370422 916 (compiled from Ref. [60]).

In this paper, we neglect nonadiabatic effects, spin-
dependent contributions, and higher-order relativistic and
QED corrections. These terms, similar in magnitude to errors
from using perturbation theory and couplings between differ-
ent effects, are expected to be much smaller than the final
uncertainties of our PECs.

The FCI calculations are performed using the HECTOR pro-
gram [61]. The Hartree-Fock orbitals, the standard one- and
two-electron integrals, nonstandard integrals necessary in the
calculation of the adiabatic correction, and integrals involving
the relativistic operators are generated using local version of
the DALTON 2.0 package [62-64]. We calculate the values of
Veo(R) on a grid of 101 points of R ranging from 1.2 to

50.0 ay for the X>E;" state and 79 points of R in the same
range for all other molecular electronic states [65]. We use a
grid step of 0.25 ap near the minima of the potentials (0.05 ag
for X 22; ) and 0.50-1.00 ay elsewhere. All relativistic and
adiabatic corrections are calculated on a grid of 43 points of
R ranging from 1.25 to 50.0 ay [65]. The interaction energies
are interpolated using spline polynomials of the order 3 on
a dense grid instead of fitting a single analytical function in
order to avoid potential fitting errors.

In the FCI calculations of the molecular electronic states
dissociating into the helium atom in the singlet ' § state and the
helium ion in the doublet 2§ state, we use a family of double-
augmented correlation-consistent polarized-valence Gaussian
basis sets dXZ('S) from Ref. [66], where the cardinal number
X ranges from X = 2 to 8. The largest angular momentum of
the one-electron functions included in this type of basis sets
is Imax = X — 1. For the relativistic and adiabatic corrections
to the X*%F and A’S} states, we use the dXZu('s) [66]

and dXZcp('S) [25], respectively, modified versions of the
dXZ('S) basis sets.

In the FCI calculations of the molecular electronic states
dissociating into the helium atom in the triplet >§ state and the
helium ion in the doublet 2§ state, we use a family of double-
augmented correlation-consistent polarized-valence Gaussian
basis sets dXZ(3S) from Ref. [67], where the cardinal number
X ranges from X = 2 to 7. For the relativistic and adiabatic
corrections to the a*%F, B? E;r, C*3f, and b* E; states, we
use the dXZu(®S) and dXZcp(®S) variants of these basis sets,
which are prepared similarly as in the case of the states disso-
ciating into the lowest asymptote.

The transition electric dipole moments for electric-dipole-
allowed transitions E'1 are calculated as transition matrix
elements between the FCI wave functions calculated using
the dXZ(S) basis sets. Additionally, the electric-dipole-
forbidden transition moments between doublet and quartet
molecular states are estimated by solving the four-component
problem with the Dirac-Coulomb Hamiltonian by using the
Generalized Active Space CI module [41,68—70] of the DIRAC
2022 program [71], where we use the doubly augmented Dyall
quadruple-zeta basis set [72] and include 48 orbitals in the
active space.

B. Numerical uncertainties

The accuracy of the interaction energies is crucial for
calculating rovibrational spectra and scattering lengths. To
estimate the accuracy of the calculated interaction energies,
we approximate exact values of the interaction energy by
extrapolating the results obtained with finite-size basis sets
to the CBS limit and estimate the numerical uncertainties
by comparing the results computed with the largest ba-
sis set used in the extrapolation procedure with the CBS
limit.

For the doublet molecular electronic states, we assume that
the basis set truncation error of the calculated BO interaction
energy vanishes with the increasing value of the basis set’s
cardinal number as [73-75]

As

A
V§0=V§§S+X—§+F, (12)
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where VBXO is the BO interaction energy calculated using the
basis set with the cardinal number X and VBC(?S is the BO
interaction energy in the CBS limit. We calculate VBCCIES di-
rectly by solving a set of linear equations obtained by applying
Eq. (12) to the results calculated with the three largest avail-
able values of X: X = 6,7, 8 for the X>X+ and A2 E; states

where the dXZ('S) basis sets are used, and X = 5, 6, 7 for
the B°E} and C*T} states where the dXZ(*S) basis sets are
used. We then estimate the numerical uncertainty of the BO
interaction energy for these states by §Vgo = |V1380 - VB%35|
and |V, — Vi85, respectively.

In the case of fully spin-polarized two-electron triplet and
three-electron quartet systems considered in this paper, the
electronic wave function of the system does not involve sin-
glet electron pairs. Therefore, the energy of the metastable
helium atom, the energies of the molecular quartet states, and,
consequently, the BO interaction energies for these states are
expected to converge faster to the CBS limit with the basis
set’s cardinal number than for the molecular doublet states
[76]. We assume that the basis set truncation error of the
calculated BO interaction energy for the a*¥; and b42;
states vanishes with the increasing value of X as [75]

A/

Vo = Vio® + X—g (13)
where Vé‘o is the BO interaction energy calculated with the
dXZ(S) basis set and V$5S is the BO interaction energy in
the CBS limit. We calculate V5&° from a two-point formula
that can be derived by applying Eq. (13) to the results obtained
with the two largest values of X in the dXZ(S) family, X =
6, 7. The numerical uncertainty of the BO interaction energy
for the molecular quartet states is then estimated by §Vgo =
Vo — VEBSI

We also perform the CBS extrapolations of the adiabatic
correction to the interaction energy and all individual com-
ponents of the relativistic correction in Eq. (3). Additionally,
we extrapolate separately a sum of the mass-velocity and
one-electron Darwin terms:

Voo (R) = Vmv(R) + Vpi1(R), (14)

known as the Cowan-Griffin correction [77]. The one-electron
relativistic corrections are defined through highly singular
operators [see Egs. (4) and (5)] and require a proper descrip-
tion of the electronic wave function near the electron-nucleus
coalescence points. This requirement is difficult to fulfill in
calculations employing Gaussian basis sets, as the Gaussian
s orbitals do not exhibit a cusp when the electron-nucleus
distance goes to zero. The mass-velocity and one-electron
Darwin corrections usually have opposite signs which al-
lows for partial cancellation of errors when they are summed
together [78]. Therefore, the results obtained from the extrap-
olation of the Cowan-Griffin correction are expected to be
more accurate than the results calculated as a sum of both
components extrapolated separately [66].

For the post-BO corrections we use a common extrapola-
tion function of the form

A,
VE = v 4+ 21 (15)

where Y = ad, MV, D1, D2, OO, or CG. V}( represents the
correction Y calculated using basis set with the cardinal num-
ber X, VYCBS is the value of this correction in the CBS limit,
and the exponent ny depends on both the correction ¥ and
the multiplicity of the molecular state. The values of ny are
discussed in Sec. II C. We determine the CBS limits, VYCBS,
from a two-point formula derived by applying Eq. (15) to
the results obtained using basis sets described in Sec. IT A
with cardinal numbers X =5 and 6. We then estimate the
uncertainties of the corrections by §Vy = [V,¢ — V,SBS|.

Using the procedure described above, we obtain directly
the extrapolated values of the adiabatic correction and estima-
tions of its uncertainty. By contrast, the final results for the
CBS limit of the relativistic correction are calculated as a sum
of independently extrapolated Cowan-Griffin, two-electron
Darwin, and orbit-orbit corrections, VSBS = VS + V§ES +
Vggs, and the final estimation of the numerical uncertainty of
the relativistic correction is obtained by adding in quadrature
the uncertainties of the components:

Ve =\ (Voo + (Vb2 + (Vo). (16)

We perform the CBS extrapolations for all values of the
internuclear distance R for all electronic states separately
to obtain final recommended values of the components of
the total interaction energy, Veo(R), Vaa(R), and Vi (R), to-
gether with their estimated numerical uncertainties, §Vzo(R),
8Vaa(R), and §Vi(R), respectively. Next, we calculate the
considered rovibrational and scattering quantities using a PEC
with the added [Vi:t(R)] or subtracted [V, (R)] values of the
propagated uncertainty:

VER) = Veo(R) + Vi (R) + Vaa(R)

iﬁmmmﬂwmwm+mmm?aﬂ

We interpolate the functions Vhﬁ(R) similarly to Vi, (R). The
final value of uncertainty for a given quantity is the absolute
value of the difference between the value of the quantity
calculated with V,! and V. divided by 2.

C. Monomer energies

Determining the uncertainty of molecular electronic struc-
ture calculations is a challenging task [79]. To verify the
accuracy and reliability of our approach to estimating the CBS
limit and numerical uncertainties of the interaction energy,
we apply the procedure described in Sec. II B to the energies
of the monomers. We report the present results and compare
them with previous accurate numerical and analytical results
in Table I.

We extrapolate the BO energy of the singlet and triplet
helium atom assuming the CBS-limit convergence behavior
analogous to Egs. (12) and (13), respectively. The calcula-
tions for the ground-state singlet helium atom are performed
using the dXZ('s) family of basis sets with cardinal num-
bers up to X = 8. For the metastable triplet helium atom, we
use the dXZ(S) family of basis sets with cardinal numbers
up to X = 7. In both cases the numerical uncertainty is es-
timated as a difference between the extrapolated value and
the result calculated with the largest basis set. The present
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TABLE I. The nonrelativistic Born-Oppenheimer energy, Ego, of the monomers He('S), He*(3S), and He ™ (25); the adiabatic correction,
E,4; and various components of the relativistic correction—Eyy, Epi, EcG = Emv + Ep1, Epa, and Ego—from the present atomic calculations
compared with the previous, highly accurate, numerical and analytical results reported with 12 exact digits after the decimal point only. All

values are in atomic units.

He('s) He*(3S) Het(%S)
Ego —2.903724(110) —2.17522928(73) —1.999999993319
—2.903724377034* —2.175229378236* —2.0°
Ey 0.000419895(54) 0.00029922975(80) 0.000274186775
0.000419888686°¢ 0.000299229761°¢ 0.000274186711°
Envv —0.00071945(52) —0.00055667041(78) —0.000532244084
—0.000720065710¢ —0.000556949803¢ —0.000532513545°
Ep, 0.000605359(50) 0.000441495752(10) 0.000425741438
0.000605748157¢ 0.000441775136¢ 0.000426010836°
Ecg —0.00011409(47) —0.00011517466(79) —0.000106502646
—0.000114317553¢ —0.000115174667¢ —0.000106502709°
Epy —0.0000178(14) 0.0
—0.000017790950¢ 0.0°
Eoo —0.000007399(89) —0.00000008672(17)
—0.000007406981°¢ —0.000000086716¢
“Ref. [80].
PExact analytical value.
‘Ref. [81].

BO energies show a very good agreement with the previ-
ous highly accurate data from Ref. [80]. Additionally, the
comparison suggests that our estimation of the uncertainty
is too conservative, especially in the case of the singlet he-
lium atom. This is a strong indication that our extrapolation
procedure may provide highly accurate results also in the
more challenging calculations of the molecular BO interaction
energy, assuring at the same time reliable estimations of error
bars.

We also extrapolate the atomic post-BO corrections using
the extrapolation formula analogous to Eq. (15). Following
the approach adopted in Ref. [66], we determine the values
of the exponents ny by fitting the expression A/X™ to the
difference between the corrections calculated using families
of basis sets with increasing cardinal number X, E¥, and the
reference atomic values [81]. The adiabatic and relativistic
corrections are calculated with basis sets from the dXZcp and
dXZu series, respectively, of the ('S) type in the case of the
singlet helium atom and the (3S) type for the triplet helium
atom. In the fitting, we use the results obtained with basis
sets with cardinal numbers X > 5. We conclude the following
optimal exponents for the singlet atom: n,y = 3, ncg = 1.5,
npp = 1, and noo = 1.5 for the adiabatic, Cowan-Griffin,
two-electron Darwin, and orbit-orbit correction, respectively.
The corresponding exponents for the triplet atom are n,g =
5, ncg = 3.5, and noo = 3.5. For the one-electron rela-
tivistic corrections we take the same exponents as for the
Cowan-Griffin correction, that is, nyy = np; = ncg. In the
extrapolations of the post-BO corrections to the molecular
interaction energy, we assume that the same exponents as
for the singlet and triplet helium atom are applicable for the
doublet and quartet molecular states, respectively. Note that
we do not need to extrapolate the two-electron Darwin correc-
tion for the triplet helium atom and quartet molecular states.
For these spin-polarized states, the electronic wave function
is antisymmetric with respect to the interchange of spatial

coordinates of any pair of electrons, so the wave function is
equal to zero when the electrons approach each other and the
two-electron Darwin correction, defined by Eq. (6), vanishes
identically.

In Table I we present the results obtained by applying
our extrapolation procedure, defined by the formula Eq. (15)
with the exponents ny discussed above, for atomic post-
BO corrections. In the extrapolations, we use the values of
a given correction calculated with the two largest cardinal
numbers X available in the appropriate basis set family. The
uncertainty is then estimated as the difference between the
extrapolant and the result calculated using the basis set with
the largest X. In the case of the adiabatic, Cowan-Griffin,
and two-electron relativistic corrections, the previous accu-
rate numerical results from Ref. [81] are always within our
estimated error bars. By contrast, the uncertainties of the
mass-velocity and one-electron Darwin corrections are under-
estimated, even by four orders of magnitude in the case of
Ep; for the triplet helium atom. This observation supports our
decision to extrapolate the sum of the one-electron relativistic
corrections—the Cowan-Griffin correction—rather than each
of them separately.

As the helium ion is a one-electron system where the
electron-correlation effects are absent, its energy and energy
corrections exhibit very fast (exponential) convergence to
the CBS limit with the basis set’s cardinal number [82]. In
Table I, we provide the results for the helium ion obtained with
large basis sets d7Z(s) (BO energy), d7Zcp(3S) (adiabatic
correction), and d7Zu(®S) (one-electron relativistic correc-
tions), that can be considered as converged. We see that Epo,
E.4, and Ecg agree well with the analytical results, the dif-
ferences being of the order of 10~ Ej or less. Again, the
good agreement of the Cowan-Griffin correction is a result
of error cancellation, as the errors of the individual one-
electron relativistic correction are three orders of magnitude
larger.
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D. Long-range interaction potential

At large internuclear distances, where the magnitude of the
interaction energy becomes smaller and smaller, the relative
accuracy of the supermolecule approach decreases as more
and more significant digits cancel out when the energies of
atom and ion are subtracted from the dimer energy. However,
the interaction energy in this range may be crucial for the
ultracold collisional properties of the system. Thus, we
connect the calculated short- and intermediate-range PECs
with the long-range form of the interaction energy, which for
the S-state atom and the S-state ion is given by

[e.¢]

Vin(R) = —Z%, (18)
n=4
where the n = 5 term is absent and C, are the asymptotic
coefficients. To assure qualitatively correct description of the
long-range part of the interaction energy, we can restrict our-
selves only to the asymptotic expansion of its dominant, BO
part. This is sufficient, as the post-BO corrections are about
four orders of magnitude smaller—the adiabatic correction
being of the order of the electron-to-nucleus mass ratio and the
relativistic correction of the order ar>. What is more important,
unlike in the case of the interaction between two neutral S-
state atoms, the post-BO corrections in the atom-ion system
do not introduce terms vanishing like powers of 1/R other than
that already present in the expansion of the BO energy [83,84].
In our representation of the long-range expansion of the
BO interaction energy, we include all effects from the polar-
ization perturbation theory that give rise to terms vanishing
with the distance as 1/R° or slower. The C, coefficients with
n < 9 can then be represented as a sum of three parts of
different physical origin:

Cn — lend + C,(;lisp + C:lnd_diSp, (19)

where the —CI"/R" terms describe up to fourth-order induc-
tion effects coming from the electrostatic interaction between
the charge of the ion and the induced electric multipole
moments of the atom, the —CoP/R" terms describe the
second-order dispersive interaction between instantaneous
multipole-induced multipole moments of the ion and the atom
stemming from quantum fluctuations, and the —C."¢ P /Rn
terms describe the third-order interaction of a mixed type.
Specifically, we obtain the induction coefficients using prop-
erties of the monomers as Cj“d = @, Cé“d = ‘12%, C;“d =
_‘13/3%, énd — % + %’ and Cénd — _q3/3123 _ qzlzzzz,
where g = 1 is the charge of the helium ion, ; are the 2'-
pole polarizabilities, f,1,;, are the first hyperpolarizabilities,
and y;,,,1,1, are the second hyperpolarizabilities of the helium
atom. The C; and C; asymptotic coefficients comprise only
the induction part. The only nonzero dispersion coefficients
are Cgls" and Cg P and the only nonzero induction-dispersion
coefficient is Cy' P,

Table II presents calculated values of the 2/-pole polar-
izabilities and the first and second hyperpolarizabilities of
He in the 'S and 3§ states, as well as the calculated val-
ues of the dispersion and induction-dispersion coefficients.
The calculations are performed using the sum-over-states for-
mulas involving electric-multipole transition moment matrix

TABLE II. The static 2/-pole polarizabilities (o;) and the first
(B11,1;) and second (yy,1,15,,) hyperpolarizabilities of the He atom
in the 'S and 3§ state. Also shown are the second-order dispersion
(CgiSp, CgiSp) and third-order induction-dispersion (C;"d'disl’) asymp-
totic coefficients for the He atom in the 'S and 3§ states interacting
with the ground-state He™ ion. All values are in atomic units.

He('$) He*(%s)
a 1.3832 315.619
1.38319217440° 315.631468"
a 2.4451 2707.48
2.445083101° 2707.8773°
a3 10.6138 88271.9
10.6203286° 88377.3253"
Bz —7.327 —1.601x10°
—7.327¢
B2z —-30.47 —2.943x10°
Bz —17.94 —1.316x10°
yin 42.98 —5.790%10°
43.10°¢
He('$) + He™(°5) He*(’S) + He* ()
o 0.3745 6.079
0.3743¢
o 2.714 348.2
2.712¢
Cypa 4382 11450
“Ref. [85].
bRef. [86].
“Ref. [87].
dRef. [88].

elements between the electronic ground and excited states of
the monomers described at the FCI level of theory. In the
calculations of the atomic (hyper)polarizabilities, we use the
dXZ('S) and dXZ(3S) family of basis sets for the singlet and
triplet helium atom, respectively. In the calculations of the
dispersion and induction-dispersion coefficients, the basis set
for the helium ion is the same as the basis set for the helium
atom the ion interacts with. The present values agree well with
available previous results [85-88]. The very accurate 2/-pole
polarizabilities of the singlet and triplet helium atom taken
from Refs. [85] and [86], respectively, are used in the final
calculation of the induction coefficients Ci".

We connect the spline-interpolated potentials from Eq. (2)
and the long-range functions from Eq. (18) at R = 47.5 a,
where the differences between them are numerically neg-
ligible for all electronic states. We also confirmed the
convergence of the scattering parameters (i.e., the scattering
lengths) with regard to the position of the connection.

E. Nuclear dynamics calculations

The collisional properties of the system are described by
the radial part, x (R), of the total wave function within the
partial-wave decomposition. We obtain x (R) by solving the
nuclear Schrédinger equation in the adiabatic approximation

B d*> R +1)
s Vi(R) [ X (R) = Enu X (R),

|: 2/,LdR2+ 2R + Vin(R) | x (R) u X (R)

(20)
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where J is the rotational quantum number and y is the reduced
mass of the system calculated using the atomic, rather than
nuclear, masses of the helium isotopes to account for the
leading, nonadiabatic effects. For E,, > 0 the function y (R)
represents the scattering state describing the motion of nuclei
on the electronic interaction potential Viy(R). In this case
E,, is the relative collision energy of the ion-atom system
(denoted E.q). For E,, < 0 the function x(R) becomes the
radial wave function of the bound rovibrational state of the
molecule and E,, becomes the binding energy, denoted E, ;,
where v is the vibrational quantum number.

To find the scattering wave function, we solve Eq. (20)
using the renormalized Numerov propagator [89]. We impose
the long-range scattering boundary conditions on x(R) in
terms of the Bessel and von Neumann functions. We then
calculate the K reactance matrix which gives the scattering S
matrix. We evaluate the scattering length a from the § matrix
which in the s-wave regime (J = 0) is given by

11— Se

a = ’
ik 1+ Soo

where k = «/2uE,/h is the wave number of the scattering
state and Sy is a diagonal matrix element of the S matrix. We
set the collision energy E. at 10710 K.

To find the bound eigenstates, we employ the discrete
variable representation (DVR) method [90] based on finding
eigenvalues of the shifted inverse or Green-function operator.
We calculate the bound-state nuclear wave functions and the
binding energies for a given molecular state potential Vi (R)
which are parametrized by the quantum numbers v and J. We
use a logarithmic grid function and a grid of 3000 values of R
ranging from Ry = 0.5 ag to Ry = 10* a,.

The control of collisions can be realized by tuning the in-
teraction strength using Feshbach resonances once the s-wave
scattering regime is reached [31]. For the ion-atom systems,
the collisional energy needed to reach the s-wave regime is at
least two orders of magnitude smaller than in neutral systems
due to lower values of the characteristic energy of interaction,

ey

2 . . .
E, = 257, where Ry = ,/ % is the characteristic length of
4

interaction [34]. R4 typically establishes the order of magni-
tude of the scattering length. Light systems, like He}, have
higher values of E; and are therefore promising for easier
reaching of the s-wave regime.

F. Spectroscopic parameters

We perform a detailed analysis of the rovibrational struc-
ture of the Hey molecular ion. We calculate the molecular
spectroscopic constants by fitting the following expansion to
the obtained rovibrational energies:

Evs =0 (v + 1) — oo (v + 1)’
toy.(v+ 1 o+l
+BJU + D] — (v + DI + D]
+r.(v+ 1)’ + D]
— DI+ DI+ Be(v+ 3)J(J + DI
+H[J(J + DI - D,, (22)

F T N T T T
3t -
ok
3}
6L
‘TE ol
o F
3]
e 12 1 I 1 1 1
?t,: T T T
;é -150 i
He*(S)+He('S)
-160
-170 B
-180 (a) |
1 " 1 1

12 16 20
R (units of a,)

FIG. 1. The nonrelativistic Born-Oppenheimer potential-energy
curves of the He,:,r molecular ion in the (a) ground and first-excited
and (b) higher-excited electronic states.

where v and J are the vibrational and rotational quantum
numbers, respectively; w, is the harmonic constant; w,x,,
weYe, and w,z, are the anharmonicity constants. We include
the dependence of the rotational constant B, on the vibrational
quantum number:

2

B, =B, —a.(v+3)+7.(v+3) (23)

where B, is the rotational constant at the equilibrium distance,
and ¢, and y, are the first- and second-order vibration-rotation
interaction constants, respectively. We also include higher-
order rotational constants and their vibrational dependence,
i.e., the first- and second-order centrifugal distortion constants
D, and H,, and the centrifugal-vibration interaction constant
Be.

The change of the equilibrium rotational constants caused
by nonadiabatic effects AB, is estimated by [91]

me
AB, = —gB,, (24)
mp
where % is the electron-to-proton mass ratio, and g is the rota-
P
tional g factor, which is computed using the natural connection
and London orbitals [92] implemented in the DALTON 2020
program [62]. The computations of g employ the electronic
wave function obtained with the FCI method and doubly
augmented correlation consistent quadruple-zeta basis set d-
aug-cc-pVQZ [93].

III. NUMERICAL RESULTS AND DISCUSSION

A. Potential-energy curves

Figure 1 presents the calculated PECs for the X?%F,
A’TF, a*St BPES, C°SF, and b*T molecular electronic
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He*(2S)+He(®S)
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FIG. 2. The asymptotics of the potential-energy curves of the
He, " molecular ion: the scaled interaction energy of the (a) ground
and first-excited and (b) higher-excited molecular electronic states.
Note the different scales in panels (a) and (b).

states of the He] molecular ion listed in the order of in-
creasing energy. We set the asymptotic energy to zero for the
higher-excited (a*ZF-b* E;) molecular states resulting from

the He™ (25)4+He*(3S) combination of interest. The positions
of the minima on PEC:s for the higher-excited electronic states
are at larger distances as compared with the position of the
minimum for the ground state. This results from a larger van
der Waals radius and larger atomic polarizability of the helium
atom in the triplet excited state as compared with the proper-
ties of the helium atom in the singlet ground state. The three
higher-excited electronic states (a*%;", B> =}, and C*3) are
relatively deeply bound but half as deep as the ground X 22;
state. The b* E; state is weakly bound, however deeper than

the first-excited A% state, which is very weakly bound.
The long-range behavior of the calculated PECs is ana-
lyzed in Fig. 2, where we present the interaction energies
multiplied by R*, at large internuclear distances. The curves
labeled as “asymptotics” are given by the long-range ex-
pansion from Eq. (18), also multiplied by R*, and differ
from the constant line, specified by the C4 coefficients, due
to the presence of higher-order polarization terms. Figure 2
shows a good agreement of the molecular calculations at
large distances with the long-range expansion of the inter-
action potentials obtained independently from atomic data.
At the intermediate range, the calculated curves diverge from
the asymptotic expansions in a systematic way given by the
electronic exchange interaction, which is the largest for the
quartet states. The long-range interactions are much stronger
in the higher-excited electronic states than in the ground and
first-excited states because the polarizability of the helium
atom in the triplet state is two orders of magnitude larger

a*s?

u 9 u

V,o(R) (cm™)

| IR YA PRpEpILRpup

-2

-4

4 8 12 16 20
R (units of a)

FIG. 3. The (a) adiabatic and (b) relativistic corrections to the
interaction energy of the HeJ molecular ion in the ground and excited
electronic states. The points indicate values for equilibrium distances
of the corresponding potential-energy curves.

than in the singlet state. For the same reason, the higher-order
polarization terms and exchange effects are important at larger
distances in the excited asymptote, He™(2S) + He*(3S), as
compared with the ground one, He ™ (2S) + He('S).

Figure 3 presents the calculated adiabatic and relativistic
corrections to the PECs. Both corrections have values of the
same order of magnitude, but they have opposite signs and
partially cancel out. Thus, the final uncertainties of our PECs
may be slightly overestimated due to the cancellation of errors
after including both corrections. Additionally, Fig. 4 shows
the calculated Cowan-Griffin, two-electron Darwin, and orbit-
orbit components of the relativistic corrections. As discussed
in Sec. II C, the Vpy(R) terms are identically equal to zero for
the quartet states. Table III presents the values of the adiabatic
and relativistic corrections and different components of the
relativistic correction at respective equilibrium distances, R,
of different molecular electronic states. The mass-velocity and
one-electron Darwin terms have opposite signs and partially
cancel out, resulting in the Cowan-Griffin correction of the
order of the two-electron Darwin and orbit-orbit components.
The ground X 22; state has the largest value of the adiabatic
correction while three deeply bound higher-excited states have
the largest values of the relativistic contribution at R, among
the studied molecular electronic states. Our values of the rel-
ativistic corrections to the total energy of the X% F state near
its equilibrium distance agree well, up to around 0.1 cm™",
with previous, accurate results from Ref. [23].

Both adiabatic and relativistic corrections have values
of the order of the uncertainties of our nonrelativistic
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TABLE III. The adiabatic V,q and relativistic V,, corrections and the mass-velocity Vjy, one-electron Darwin Vp;, Cowan-Griffin Vg,
two-electron Darwin Vp,, and orbit-orbit Voo components of the relativistic correction (in cm™') at the respective equilibrium distances R, for

the Hed molecular ion in the ground and excited electronic states.

State Vaa(R,) Vel (R,) Vv (Re) Voi(R,) Veo(Re) Vma(R,) Voo(R.)
XZZ: —2.129(2) —0.085(29) —3.983(4) 3.691(10) —0.291(6) —0.41(3) 0.615(4)
AZE; —0.0022563(7) 0.002270(9) 0.00632(3) —0.00482(2) 0.001491(7) 0.000218(5) 0.0005616(15)
6142;r —0.541(2) 0.4039(10) 0.9174(5) —0.7823(13) 0.1351(9) 0 0.2689(4)
BEf  —0.0710) 0.423(7) LIOI(ID)  —0.766(3) 0.354(4) —0.065(5) 0.1353(4)

C? =F 0.593(3) 0.553(16) 1.710(7) —0.872(2) 0.839(9) —0.193(14) —0.0924(8)
b42;' —0.05045(2) 0.03740(2) 0.101192(8) —0.07116(3) 0.03004(2) 0 0.007367(6)

Born-Oppenheimer PECs. Their inclusion allows us, how-
ever, to evaluate their impact on vibrational and scattering
properties and estimate the theory improvement needed to
match the accuracy of possible spectroscopic measurements
and scattering experiments.

a*s?

u ¢} u

Voo(R) (em™)

Voo(R) (cm™)

()

1 " 1 " 1 " 1 " 1

4 8 12 16 20
R (units of a)

FIG. 4. The (a) Cowan-Griffin, (b) two-electron Darwin, and
(c) orbit-orbit components of the relativistic correction for the Hed
molecular ion in the ground and excited electronic states. The
points indicate values for equilibrium distances of the corresponding
potential-energy curves.

We estimate the quantum electrodynamics corrections to
the interaction energy and get Vgep,1(R)/Vpi(R) = 0.038
for He™(2S) + He('S), and Voep.1(R)/Vpi(R) = 0.0378 and
VoED2(R)/Vi2(R) = 0.0396 for Het(°S) + He*(3S). Includ-
ing all post—Breit-Pauli corrections is therefore unnecessary
at the intended level of accuracy, because their contribution
to the interaction energy is a small fraction of the relativistic
correction and final PEC uncertainty. Our estimates show,
however, that reducing the uncertainties of leading nonrela-
tivistic and relativistic calculations below 4% of the Darwin
corrections (below around 0.1 cm™") will require including
the QED corrections and will allow probing the accuracy
and completeness of theory by comparing with spectroscopic
measurements of the excited electronic states of HeJ .

Finally, Table IV presents the equilibrium bond lengths R,,
the potential well depths D,, and the harmonic constants @, of
the calculated PECs at different levels of theory for the “Hf:;r
molecular ion in the ground and excited electronic states. We
also report the dissociation energies Dy of the lowest rovi-
brational states v = 0, J = 0. Our calculations for the ground
X%%F state are in good agreement with previous, accurate
numerical results from Ref. [20]. This may suggest that we
have achieved similar accuracy for our higher-excited states,
where uncertainties are in the same order of magnitude as for
the ground state. Our molecular BO energies E]I;SHeJr (R) of the
X?%f electronic state also agree well, up to around 0.1 cm ™!,
with previous, accurate results from Ref. [23]. Finally, the
parameters of our PECs agree well with other less accurate
calculations for the X>%F, A2 =F B2 =F, and C’Tf elec-
tronic states [94—103]. The overall agreement of our results
with previous data and the minimal effect of the adiabatic and
relativistic corrections on spectroscopic constants may indi-
cate that we have conservatively estimated (overestimated) the
uncertainties of our calculations.

B. Electric dipole transition moments

Figure 5(a) presents the electric dipole transition moments
for the allowed spin-conserving transitions between the dou-
blet electronic states of the He] molecular ion belonging
to the two lowest dissociation asymptotes. These transition
moments asymptotically decrease to zero in the nonrela-
tivistic picture, but their short-range variation may drive the
spontaneous interaction-induced deexcitation of a metastable
He*(3S) atom colliding with a He*(39) ion, being a limiting
factor for the experimental observation and application of
such mixtures in the ultracold regime. The C*f < A*%}
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TABLE IV. Spectroscopic characteristics of the He molecular ion in the ground and excited electronic states: equilibrium bond lengths
R,, well depths D,, harmonic constants w,, and dissociation energies D, for the 4Hf:2+ isotopologue.

State Potential R, (ag) D, (cm™) w, (cm™") Dy (cm™")
He" (*S)+He('s)
X’z Vio 2.0421(1) 19954.8(5.0) 1696.8(2) 19114.2(4.9)
Vio + Viel 2.0411(1) 19954.8(5.0) 1696.8(2) 19114.2(4.9)
Veo + Viel + Vaa 2.0421(1) 19957.0(5.0) 1696.9(2) 19116.4(4.9)
theor.? 2.0422 19956.7 1695.28 19116.2
A? E; Vo 8.7198(7) 17.367(5) 23.16(1) 8.077(3)
Vio + Vial 8.7197(7) 17.364(5) 23.16(1) 8.075(3)
Veo + Viel + Vaa 8.7204(7) 17.367(5) 23.16(1) 8.077(3)
theor.” 8.749 17.382
theor.¢ 8.718 17.516 8.185
He*(S)+He*(’s)
6142;r Vo 6.4699(3) 10873.7(3.0) 315.8(1) 10716.3(3.1)
Vo + Vil 6.4698(3) 10873.3(3.0) 315.8(1) 10715.9(3.1)
VBo + Viel + Vaa 6.4704(3) 10873.9(3.0) 315.7(1) 10716.5(3.1)
BZE; Vso 6.8367(7) 9167.5(6.6) 295.5(3) 9020.3(6.9)
Vio + Viel 6.8365(7) 9167.0(6.6) 295.5(3) 9019.9(6.9)
Veo + Viel + Vaa 6.8373(7) 9167.1(6.6) 295.5(3) 9020.0(6.9)
theor.¢ 6.837 9172.316 9024.9
Cc? =F Vo 7.565(3) 5696.8(9.8) 259.1(2.2) 5570(10)
VBo + Viel 7.565(3) 5696.2(9.8) 259.1(2.2) 5570(10)
Vio + Vit + Vaa 7.566(3) 5695.7(9.9) 259.12.2) 5570(10)
theor.¢ 7.559 5699.4
b42;f Vso 19.4137(2) 143.72(1) 25.588(2) 131.32(1)
VBo + Viel 19.4135(2) 143.68(1) 25.586(2) 131.28(1)
Vio + Vit + Vi 19.4146(2) 143.73(1) 25.588(2) 131.28(1)

4Spectroscopic constants calculated using the accurate PEC from Ref. [20], which included only the adiabatic corrections.

bSpectroscopic constants taken from Ref. [94].
“Spectroscopic constants taken from Ref. [95].
dSpectroscopic constants taken from Ref. [96].

transition moment is larger than the BzZ; «~ X 22; one,
which means that deexcitation from the C? %,F channel may
be faster. The transitions occur at short distances, where the
amplitude of the scattering wave function is small at ultralow
temperatures, which may restrict the rate of this process. De-
tailed scattering calculations are, however, out of the scope of
this paper.

Figure 5(b) presents the electric dipole transition moments
for the allowed spin-conserving transitions between the dou-
blet or quartet electronic states of the He] molecular ion
belonging to the same dissociation asymptotes. They govern
transitions between bound rovibrational states. For homonu-
clear molecules, such transition dipole moments diverge with
the internuclear distance and tend asymptotically to the R/2
dependence. The deviation from the asymptotic behavior is
significantly more pronounced for the higher-excited elec-
tronic states.

The lowest a*X;" quartet state is stable in the nonrela-
tivistic picture, and the decay of the quartet states into the
lower doublet molecular states is, in principle, forbidden. The
related 3S < 'S transition for neutral helium is of the M1
type. It is only allowed at o order of perturbation theory [104]
(leading quantum electrodynamics effects), and it is forbidden
both at the nonrelativistic and leading relativistic levels. The
relativistic effects usually are more pronounced at shorter

distances and may mix the doublet and quartet electronic
states. However, we numerically check that the electric dipole
transition moments between the doublet and quartet states are
negligible in relativistic calculations with the Dirac-Coulomb
Hamiltonian. Thus, the studied quartet states are metastable.

C. Rovibrational structure and spectroscopic constants

The complete lists of all calculated rovibrational energies
for the three stable isotopologues of the He§r molecular ion
in the ground and excited electronic states are collected in
Supplemental Material [65]. Table V collects the selected
rotational and vibrational transition energies obtained as a dif-
ference between calculated rovibrational energies. We neglect
restrictions and selection rules imposed on possible transitions
by the bosonic and fermionic symmetries. Our results for the
ground electronic state show a good agreement with the pre-
vious experimental [22,105] and theoretical [23,106] values
within the numerical uncertainties, which indicates that our
rovibrational and transition energies should also have similar
accuracy for the excited electronic states. The present results
agree well with older experimental and theoretical results
[107-111], too.

Table VI presents the numbers of vibrational bound states
(rovibrational levels for J = 0), the total numbers of rovi-
brational levels, and the rotational quantum numbers of the
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TABLE V. The selected transition energies ,,_,/, (in cm™") between the rovibrational levels of the HeJ molecular ion in the ground and

excited electronic states.

State

Isotopologue Doo-10 D020 Doo—02 D004 Do1-03 Do1-05
He™ (2S)+He('S)
XZEM+ “He *He™ 1628.4(2) 3186.5(4) 42.587(5) 141.81(2) 70.937(8) 198.36(2)
70.93759(6)* 198.3647(8)°
1628.381(3)¢ 70.9377(1)¢ 198.364(1)¢
SHe*He™ 1750.6(2) 3419.4(5) 49.486(5) 164.76(2) 82.421(9) 230.42(2)
1750.5554(9)4
SHe 3He™ 1863.6(2) 3634.0(5) 56.371(6) 187.65(2) 93.879(10) 262.40(3)
A? Eg* “He *He* 7.285(2) 8.077(3) 1.8069(3) 5.764(1) 2.9428(5)
SHe *He™ 6.999(2) 2.0423(4) 6.418(1) 3.3035(6)
SHe *He ™ 6.690(2) 7.034(3) 2.2636(4) 6.972(1) 3.6316(7)
He" (*$)+He(’S)
a“Eu+ “He *He* 311.1(1) 617.5(3) 4.2814(4) 14.267(2) 7.1344(8) 19.969(2)
SHe *He™ 335.1(2) 664.9(4) 4.9787(5) 16.590(2) 8.2962(9) 23.219(2)
3He *He™ 357.5(2) 708.9(4) 5.6754(6) 18.911(2) 9.457(1) 26.466(3)
322;r “He *He* 290.6(7) 576.7(1.5) 3.8339(1) 12.7761(4) 6.3888(2) 17.8825(5)
SHe “He™ 313.1(7) 620.9(1.7) 4.4582(2) 14.8562(7) 7.4291(3) 20.7931(10)
SHe He™" 334.0(8) 662.0(1.8) 5.0821(3) 16.934(1) 8.4684(5) 23.701(1)
CZEM+ “He *He™ 255.5(1.5) 507.6(2.4) 3.132(2) 10.437(8) 5.219(4) 14.61(1)
SHe “He™ 275.3(1.6) 546.6(2.4) 3.642(3) 12.137(10) 6.069(5) 16.99(1)
SHe 3He™ 293.8(1.6) 582.9(2.4) 4.152(3) 13.83(1) 6.918(5) 19.36(2)
b* Zg* “He *He* 22.873(2) 43.163(3) 0.46433(1) 1.54687(4) 0.77363(2) 2.16452(6)
SHe *He™ 24.454(2) 45.906(3) 0.53899(1) 1.79539(5) 0.89796(2) 2.51205(7)
SHe *He™ 25.898(2) 48.378(3) 0.61338(2) 2.04297(6) 1.02183(3) 2.85820(8)

“Experimental value from Ref. [22].
"Experimental value from Ref. [105].
“Theoretical value from Ref. [23].
dTheoretical value from Ref. [106].

last weakly bound rovibrational level calculated for all sta-
ble isotopologues of the He] molecular ion in the ground
and excited electronic states. The number of bound states
correlates with the well depth and volume of the PEC,
where the first-excited weakly bound electronic state supports
just a few levels and higher-excited deeply-bound electronic
states support a much larger number of rovibrational levels
than the ground state because of their larger volumes and
despite their smaller well depths. We find that the num-
ber of vibrational states for J =0 is well converged for
all isotopologues of Hej, which is necessary to calculate
scattering lengths with controlled uncertainties in the next
subsection.

Table VII collects the spectroscopic constants of the HeJ
molecular ion in the ground and excited electronic states cal-
culated by fitting the expression in Eq. (22) to the energies of
rovibrational levels. The presented uncertainties account for
both the uncertainty of underlying PECs and the statistical
uncertainty of fitting procedure. Considering a large number
of calculated bound states, we use the leave-one-out cross-
validation (LOOCV) method to determine the number of
rovibrational eigenvalues we should use to fit the expression
in Eq. (22). We perform fits using a set of rovibrational en-
ergies E, s, such that v < 9 and J < J for some constraining
values ¥ and J. The LOOCV method allows us to find the
optimal values ¥ and J. We successively remove one value

TABLE VI. The numbers of vibrational levels for J = 0, N, j—o; the numbers of all rovibrational levels, N, ;; and the rotational numbers,
Jmax, Of the last weakly bound rovibrational level of the He:2+ molecular ion in the ground and excited electronic states.

‘He *He*t *He “He™ *He *He*
State NUJ:() Nv,l Jmax Nv.J:O Nu,J Jmax Nv,J:O Nv,] Jmax
X22;' 25 832 58 23 710 53 22 626 50
A2z} 3 9 4 2 7 4 2 7 4
atzt 74 5885(1) 148 69 5061(4) 137 65 4433(1) 128
B? E; 68 4953(4) 139 63 4259(4) 129 59 3732(4) 120
c*zf 52 2833(4) 113 48 2429(3) 105(1) 45 2130(3) 98
b E;’ 19 407 42 18 350 39 16 306(1) 36
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FIG. 5. The spin-conserving transition electric dipole moments
between electronic states of the Hej molecular ion belonging to
(a) two different dissociation asymptotes and (b) the same dissoci-
ation threshold.

from this set, fit, and then calculate the LOOCV parameter,
i.e., the accumulated error between the energies from the fit
and the energies from DVR, as defined by the LOOCV method
[112,113]. We minimize the value of the LOOCV parameter
across many sets of eigenvalues. We determine that the lowest

value of the LOOCYV parameter is for J/ = 3 and 9 = 4 for all
molecular electronic states. We omit the spectroscopic coeffi-
cients for the A® E; state, because its shallow PEC supports

only three vibrational levels for 4He;r. Our fit of the expres-
sion in Eq. (22) shows the best agreement with Fit 2 from
Ref. [106]. Fit 2 assumes the precise value of w.x, = 41.1
taken from Ref. [114] and neglects the parameter .. Values
from Fit 2 are presented for comparison in Tables V and VII.
The slight differences between our results and the previous
values in Table VII likely stem from the different number of
spectroscopic constants used in the fitted expansion, where
the authors of Ref. [106] neglected higher vibrational terms.
Additionally, Ref. [106] includes the nonadiabatic effects,
which are missing in our computations. We estimate that
the nonadiabatic effects given by Eq. (24) increase the rota-
tional constant by 7.4 x 1073 and 9.5 x 1073% for X>¥;" and
a*Tt, respectively.

D. Scattering lengths

Accurate PECs are necessary for predicting collisional
properties at ultralow temperatures. The most important pa-
rameter for ultracold physics experiments is the s-wave
scattering length, which almost fully characterizes scattering
in the ultracold regime but is highly sensitive to the accuracy
of the PEC volume and especially to the position of the last
weakly bound state [31]. Table VIII collects the scattering
lengths calculated for Het -+ He collisions in the ground and
excited molecular electronic states for three isotopic com-
binations (neglecting nuclear spins and hyperfine couplings)
using our PECs with and without relativistic and adiabatic
corrections. The relativistic and adiabatic corrections have
little, but not negligible, effect on the scattering lengths. The

TABLE VIII. Scattering lengths (in ag) for collisions of a He" ion and a He atom in the ground and excited molecular electronic states.

State Potential “He *He* 3He' Het 3He *He*
He" (*S)+He('S)

x>zt Vio ~8.1(7) —45.1(8) 85.1(1.4)
Vio + Vel —7.9(7) —44.9(8) 85.4(1.4)

Vo + Viel + Vaa —8.6(7) —45.8(9) 83.9(1.7)

theor.? —8.7 —46.1 83.3

A? E;‘ Vo 328.4(1.1) —142.9(3) —43.76(6)
Vo + Viel 329.3(1.2) —142.6(3) —43.70(4)

Vo + Viel + Vaa 327.8(1.1) —142.9(3) —43.79(1)

He* (25)+He*(*s)

a* =f Veo —5500(800) 30(30) 3500(300)
Vo + Vel —5000(700) 50(30) 3700(400)

Veo + Viet + Vaa —5900(900) 20(30) 3300(400)

B? E;r Veo 360(90) 230(70) 290(70)

Veo 4+ Vial 370(90) 250(80) 300(70)

Vio + Vit + Vaa 350(90) 230(80) 280(70)

(62D ;r Vo 1900(600) 400(100) 600(200)
Veo + Viel 2000(600) 400(100) 600(200)

Vio + Vit + Vaa 1900(600) 400(100) 600(200)
bt E; Vo 87.5(1.6) 4290(30) —4740(30)
Vo + Vel 93.2(1.6) 4390(30) —4630(30)
Vo + Viel + Vaa 84.9(1.7) 4250(40) —4800(90)

Scattering lengths calculated using a PEC from Ref. [20].
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FIG. 6. The scattering lengths as a function of the reduced mass
for the He™ 4 He collisions in the (a) X*£,} and A°T}, (b) a*Z}}
and b* E;f, and (c) B? E; and C*Z; molecular electronic states. The
points indicate the values for the *He *He™, *He “He*, and “He “He ™
isotopologues. The shaded areas (in some cases smaller than the
linewidth) represent the uncertainties of the scattering lengths result-
ing from the uncertainties of the used PECs.

accuracy of our PECs is high enough to provide the scattering
lengths with reasonable uncertainties. Our scattering length
for the X2 state agrees well with the value derived from
the previous accurate PEC [20].

The order of magnitude of the scattering lengths can be
estimated by the characteristic lengths of interaction, which
are Ry = 71.0 a for *“Het (25)+ *He('S) and RY = 1073.1 ag
for “He™ (25)+ *He* (°S). Consequently, several values of the
scattering lengths for the higher-excited molecular states are
larger than the ones for the ground and first-excited state.
In quantum few- and many-body physics, positive and neg-
ative signs of the scattering length (both possible for He™ +
He* collisions) can be related to the repulsive and attractive

effective interactions. The largest scattering length is for the
*He " (2S)+ *He* (3S) collisions in the a*=;F electronic state,
where it is 5.5 times larger than the characteristic length of
interaction.

The relationship between scattering length, reduced mass,
number of bound states, and PEC accuracy can be seen in
Fig. 6, where the scattering lengths for the studied elec-
tronic states are plotted as a function of the reduced mass.
Faster variation with the reduced mass is visible for deeper
PECs supporting larger number of bound states. Large values
of some scattering lengths (and their uncertainties) can be
explained by the proximity of scattering resonances, which
appear when a new vibrational bound state emerges. Large
positive scattering lengths are related to the existence of a very
weakly bound vibrational level just below the dissociation
limit.

IV. SUMMARY AND CONCLUSIONS

We have used state-of-the-art ab initio electronic structure
methods to calculate the potential-energy curves, including
the adiabatic and relativistic corrections, for the Hez+ molec-
ular ion in the ground and excited electronic states. We have
focused primarily on the higher-excited molecular states re-
sulting from the interaction between a ground-state He™(2$)
ion and a lowest-metastable-state He*(?S) atom, relevant for
proposed cold hybrid ion-atom experiments. The uncertainties
of our numerical results have been carefully estimated. We
have also reported the transition electric dipole moments. The
PECs have been used to calculate and analyze the complete
rovibrational structures and spectroscopic constants of three
stable isotopologues of the He; molecular ion. The accuracy
of our PECs has been high enough to predict and analyze the
scattering lengths with controlled and reasonably small uncer-
tainties. Our results for the ground electronic state agree well
with previous accurate theoretical and experimental data. The
presented numerical approach and analysis can be applied to
other three-electron molecular systems such as LiH", He™ +
H,, or H;. The calculated potential-energy curves, transition
dipole moments, and rovibrational energies in a numerical
form are collected in the Supplemental Material [65].

The reported electronic structure data will be employed in
multichannel quantum scattering calculations, including the
hyperfine structure, to describe ultracold He'(25)+He*(*S)
collisions. On the one hand, the rate consonants for
interaction- and collision-induced spontaneous deexcitation of
metastable atoms and formation of ground-state Hezr molec-
ular ions can be obtained with the calculated potential-energy
curves and transition electric dipole moments. On the other
hand, the positions and widths of magnetically tunable Fesh-
bach resonances in ultracold Het (2S)+He*(?S) mixtures can
be predicted to evaluate prospects for their application in
quantum physics and chemistry experiments. The presented
data can also be used to calculate the radiative lifetimes and
absorption spectra of the HeJ molecular ions.
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APPENDIX: ADIABATIC CORRECTION
FOR DIATOMIC SYSTEMS

Let us consider a diatomic system AB composed of two
monomers (atoms or ions) with nuclei with mass m; located
at positions specified by vectors r;, where I = A, B. The adi-
abatic correction for the molecule, defined as the expectation
value of the nuclear kinetic-energy operator calculated with
the Born-Oppenheimer electronic wave function of the system
W, may be rewritten in the nuclear-center-of-mass coordinate
frame as (in atomic units)

(W [P?|W),

1 1
Ew(R) = 7= (VRW[VRY) + 77 (AL)

n n
where 1, is the reduced mass of the nuclei, M, is the total
mass of the nuclei, R =rz —r, is the vector joining the
nuclei, and P is the total electronic momentum operator,
where P = ). p; with p; being the momentum operator of
electron i.

To avoid explicit differentiation of the molecular wave
function W with respect to R, we obtain VR W by solving the
equation [55]

(Ha(R) — Eo(R))VRY = —[VRr, Ha(R)]V, (A2)

where H (R) is the clamped-nuclei electronic Hamiltonian
of the molecule with nuclei separated by the distance R, and
Eo(R) is the electronic BO energy for the molecular state. We
construct the right-hand side of Eq. (A2) with the molecular
wave function W from the FCI calculations. We then obtain
the solution by representing Vg W as a separate FCI expansion

and solving the set of linear equations for the unknown CI
coefficients. Calculation of the second term in Eq. (Al) is
straightforward, as it is the expectation value of an operator
that depends only on electronic coordinates.

The method presented above is exact only if the set of one-
electron basis functions used to construct Slater determinants
is complete. If the one-electron basis set is incomplete, the
effect of neglecting derivatives of basis functions with respect
to coordinates of the nucleus they are centered on may be
significant. This problem can be alleviated by extending the
basis set by adding functions that are derivatives of the func-
tions already present in this set. For example, in the present
calculations for the He;r system, we found that it is sufficient
to augment the orbital basis sets by p functions obtained
by taking the nuclear gradient of the contracted s functions
representing occupied Hartree-Fock orbitals of helium.

Calculations of the adiabatic correction to the interaction
energy, V,q(R), performed using incomplete basis sets require
also a specific definition of the adiabatic corrections for the
monomers. To assure that V,q(R) vanishes to zero when R —
00, the correction for monomer / = A, B has to be calculated
from the formula

By = (WP W),

(Ve '[9 ')+ (A3)

t -1
2my my
where t = u,/m;, W' is the wave function, and P’ is the
total electronic momentum operator for the monomer /. Ex-
plicit differentiation of W/ with respect to the position of
the nucleus, ry, is avoided by solving an equation similar to

Eq. (A2):
(A4)

(HY — Efo) Ve, V' = —[Vy,, HS W',
where Hel1 is the electronic Hamiltonian of the monomer, and
El, is the energy of the state W/. The solution for V, ¥/ is

obtained analogously as in the molecular case.
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