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For the interpretation of spectra of magnetic stellar objects such as magnetic white dwarfs (WDs), highly
accurate quantum chemical predictions for atoms and molecules in finite magnetic field are required.
Especially the accurate description of electronically excited states and their properties requires
established methods such as those from coupled-cluster (CC) theory. However, respective calculations
are computationally challenging even for medium-sized systems. Cholesky decomposition (CD)
techniques may be used to alleviate memory bottlenecks. In finite magnetic field computations, the
latter are increased due to the reduction of permutational symmetry within the electron-repulsion-
integrals (ERIs) as well as the need for complex-valued data types. CD enables a memory-efficient,
approximate description of the ERIs with rigorous error control and thus the treatment of larger systems
at the CC level becomes feasible. In order to treat molecules in a finite magnetic field, we present in this
work the working equations of the left and right-hand side equations for finite field (ff)-EOM-CD-CCSD
for various EOM flavours as well as for the approximate ff-EOM-CD-CC2 method. The methods are
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1 Introduction

In the last decades, there has been a growing interest among
astrophysicists in the study of (magnetic) white dwarfs (WDs) as
part of the exploration of stellar evolution.'® Besides neutron
stars and black holes, WDs represent the by far most common
endpoint in the life cycle of stars, i.e., 95% of all stars become
WDs. Of those approximately 25% exhibit magnetic properties,
with magnetic field strengths reaching up to 0.4 By (1 By =
235052 T), where electronic and magnetic forces are at the
same order of magnitude. In order to assign spectra from
strongly magnetized WDs, predictions for transition wave-
lengths and intensities are required. Two main considerations
have to be taken into account: first, the magnetic field has to be
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atmosphere that can be found on magnetic WD stars.

accounted for in the Hamiltonian in an explicit manner. It
cannot be treated perturbatively as done in the weak-field limit
for e.g. nuclear magnetic resonance (NMR), electron paramag-
netic resonance (EPR) or magnetic circular dichroism (MCD)
spectroscopy.” Second, as electronic structure, bonding mechan-
isms, excitation energies and properties change significantly
under the influence of such strong fields and no laboratory
experiments are available, accurate computational predictions
are crucial.

Coupled-cluster (CC) methods®® allow for a precise electron-
correlation treatment. However, respective CC calculations
are highly demanding due to the steep scaling and memory
bottlenecks.

In the absence of external magnetic fields, significant efforts
have been made to tackle these issues and to improve the
computational cost for standard CC methods. For example,
Pulay and Szbe'>"" introduced an approach which exploits the
local nature of the short-range dynamic electron correlation
that ultimately leads to sparse tensors, i.e., local correlation
approaches. This ansatz uses orbital localization'>™*® for the
occupied space and only a subset of excitations to the virtual
space within spatial vicinity is treated. Using the projected
atomic orbital (PAO)'®*® representations for the virtual space
efficient local CC implementations haven been realized by
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Werner and co-workers at the CC and equation-of-motion
(EOM)-CC levels (CCSD,**>' CCSD(T),>* and CC2*%), respec-
tively. In addition, Neese et al.>! revived the use of the pair
natural orbital (PNO)**™*” representation for the virtual space
which led to the highly successful domain based (D)LPNO-
CCSD***° scheme. An extension of this ansatz to excited states
has been described by Dutta et al.>'~*

Other approaches to remove the computational bottleneck
are fragmentation-based schemes such as fragment molecular
orbital (FMO)**® and molecular fractionation with conjugate
caps (MFCC).”” Here, the whole system is divided into fragments
and treated via a many-body expansion. The fragmentation meth-
ods are mainly used for the description of large clusters of weakly
interacting monomers or the description of large biochemical
molecules like peptides. These are molecular systems which can
often also be addressed by the related multilevel embedding
approaches, like QM/MM**** or QM/QM™* which allow for the
accurate treatment of a desired subsystem while still describing the
polarization and dynamics of the surrounding medium.

Instead of exploiting the sparsity of tensors via spatial
locality of orbital subspaces or molecular fragments another
ansatz is to use a rank-reduced approximation of the electron-
repulsion integrals (ERIs). This ansatz is applied in density
fitting (DF) also termed resolution-of-identity approximation
(RD)*'™° or Cholesky decomposition (CD)>*® approaches.
Using either approach, the ERIs can represented by the product
of rank three tensors. The RI approach uses a pre-optimised®”®>
or automatically generated auxiliary basis®*~*” in order to approx-
imate the product density in the ERIs, whereas for the CD
approach a CD of the ERIs is performed. Defining the Cholesky
basis (CB) as collection of product densities corresponding to the
pivots of the selected Cholesky vectors (CV), the latter two
approaches become equivalent if the Cholesky basis is chosen
as the auxiliary basis for R1.**°® Since the reintroduction of CD
by Koch, Sanchez de Meras and Pedersen® in 2003, many
methods exploiting the CD representation of the ERIs have been
developed.>*%7%7%° The developments in CC theory include CD-
(EOM)-CCSD,?'®> approximate CD-CC2 linear response®® as well
as analytic gradients.*”®” While RI and CD achieve memory
savings due to the rank reduction of the ERI tensor, the
computational savings are mostly due to a favourable prefactor
and reduced I/O overhead. However, the overall scaling is gen-
erally not changed. Further factorization of the ERIs (or their
approximate representations) yields a method that decouples all
indices of the ERI and thus also handles exchange-like terms
well, as, for example, tensor hypercontraction (THC) implemen-
tations of (EOM)-CC2%*%° and (EOM)-CCSD.****

In addition to the decomposition of the ERI, the decom-
position of the wave-function amplitudes, which can be
employed concurrently, was explored as well. This ansatz is
conceptually related to earlier work on the Laplace transforma-
tion of the orbital denominator by Hiiser and Alm16f.>*** Later,
Aquilante et al.”® recognized that the MP2 amplitudes, as a
negative definite matrix, can be Cholesky decomposed which
was combined with Cholesky decomposed ERIs in the context
of quintic scaling SOS-MP2. Equivalently Koch and Sanchez de
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9396 utilized a CD of the orbital denominator in the

Meras
perturbative treatment of the triples contribution within
CCSD(T). Kinoshita, Hino and Bartlett®”*® proposed the
decomposition of the CC amplitudes. As the CC amplitudes
are no longer negative definite, they applied an alternative
decomposition method, ie., singular value decomposition
(SVD). Following this scheme, various rank reduced (RR) CC
schemes using orthogonal projectors were explored.®%*

Going from the field-free to the finite magnetic field treat-
ment is associated with additional computational cost due to the
complex nature of the wave function. This necessitates the use of
complex arithmetic in electronic-structure methods which
usually implies the need of new software implementations. For
such implementations, the memory requirements double and
floating point operations (FLOPs) quadruplei compared to real
floating point arithmetic. Additionally, a reduction of permuta-
tional symmetry of the ERIs from eightfold to fourfold results in
an even greater increase in costs. Furthermore, in most cases,
the symmetry of the system is lowered due to the presence of the
magnetic field. Lastly, large uncontracted basis sets are required
to adequately describe the anisotropy induced by the magnetic
field."*>'°® This anisotropy is generally not well described by
standard isotropic Gaussian basis functions."””'* Conse-
quently, incorporating an external magnetic field results in a
substantial increase in computational cost.

In recent years, efficient implementations of various finite-
field (ff) methods have been realized.’>''*™'" still, at the
present date, efficient implementations of ff-CC using any or
a combination of aforementioned methods are scarce. To the
best of our knowledge solely an implementation of RI-CC2'*?
and the embedded fragment method (EFM) by Speake et al.'"’
are available.

Therefore, there is a need for an adaption of the CCSD
method with the following features: the accuracy of the adaptation
has to be controllable. Further, it has to reduce the memory
requirements so that medium to large systems can be described,
despite the steep scaling of ¢(N®) while keeping computational
cost as low as possible. Thus, for our implementation we chose
the CD which provides rigorous error control via a single thresh-
old and low memory requirements for the handling of the CVs in
comparison to the full ERI. Apart from the well defined error
control, within ff calculations, a further advantage of CD over RI/
DF approaches is the flexibility of the on-the-fly determined
Cholesky basis to adapt to changes in the ERI tensor due to the
magnetic field via its strength and relative orientation with respect
to the molecule.>® RI auxiliary basis sets, on the other hand, have
so far only been optimized in the field-free case and their on-the-
fly generation®® for use in a magnetic field is currently not
available. However, one might argue that RI is computationally
more efficient as the auxiliary basis is usually chosen to contain
only one-center functions. Thus, RI requires the evaluation of at
most three-center integrals and for ff applications, auxiliary basis
sets can be selected as real, retaining the permutational symmetry

# The requirements triple with the use of optimised BLAS library for matrix
multiplication ZGEMM3M.

Phys. Chem. Chem. Phys., 2024, 26, 28828-28848 | 28829


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4cp03103b

Open Access Article. Published on 14 de novembre 2024. Downloaded on 29/1/2026 11:56:14.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

PCCP

and thus memory efficiency."">""* The CD scheme on the other
hand necessitates the evaluation of four-center-integrals due to
the fact that, unlike the RI basis, the Cholesky basis is generally
not centered on one atom. Still, its use may be preferable as the
anisotropy of the magnetic field demands a high flexibility of the
basis set and it is still an open question how well these effects are
captured by a one-center approximation. In addition, while the
additional memory requirements for CD vs. RI are valid concern
for methods in which the integral evaluation is a bottleneck, this
is much less relevant in the case for CC theory. Thus, the rigorous
error control and the flexibility to include magnetic-field effects in
the Cholesky basis makes CD our preferred choice.

After a short discussion of the Hamiltonian in a magnetic field
in Section 2.1, a brief review of the CD of the ff-ERIs is presented.
The decomposition of ERIs over London orbitals and application
using Moller-Plesset perturbation theory was already presented in
ref. 55. In the following Sections 2.3-2.5, we present the working
equations of the left and right-hand side equations of different
variants of CD-EOM-CCSD as well as the approximate CD-EOM-
CC2 method. Section 2.6 discusses the details of the implementa-
tion while in Section 2.6.1 the validation is carried out on a small
test set of molecules monitoring the error for various Cholesky
thresholds. Using the new developments we investigate the
spectral lines of magnesium atoms in dense helium atmospheres
on magnetic stellar objects such as magnetic WDs in Section 3.
We start by studying the pressure broadening of transition lines in
the field-free case as well as a finite field on the MgHe dimer as
model system confirming the observed (asymmetric) blue-shifted
band shape and unraveling a strong dependence on the orienta-
tion with respect to the external magnetic field. For helium
atmospheres which exhibit large densities, the MgHe dimer
becomes an insufficient model, as interperturber interactions
become more probable. In a first-order approximation, we transi-
tion to an explicit description of the surrounding atmosphere by
treating MgHe,, and MgHe; clusters in a hep structure which are
employed to describe the transition wavelength under such con-
ditions. For these clusters, the use of CD becomes mandatory as
the memory requirements otherwise become prohibitively large.

2 Theory

2.1 Hamiltonian in a magnetic field

In order to describe the electronic structure of a molecule in a
strong magnetic field, the Lorentz forces have to be treated in a
non-perturbative manner. The molecular electronic Hamilto-
nian in a uniform external magnetic field in z-direction is given
in atomic units as

. o 1 Ne) A 1 2 (02 02
Hel_Ho+§BZ~L_,+BZ~SZ+§zi:B: <x, + ) ) 1)

Here H, is the field-free non-relativistic electronic Hamiltonian
in the framework of the screened Born-Oppenheimer
approximation.’®® The remaining terms depend on the
magnetic field B,. The paramagnetic terms are linear in the
magnetic field and scale with the total spin S, and the canonical
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. N
angular momentum operator LO = — 3" ir¥ x V,, respectively.
i

L? depends on the distance vector r{ of the electron i relative to
the arbitrary gauge origin O. The diamagnetic term is quadratic
in B, which constitutes a confining potential for the directions
perpendicular to the magnetic field axis.

The angular momentum operator L2 and the coordinates x}
and y? depend on the location of the gauge origin O. As
approximated wave functions do not show correct transforma-
tion behaviour with respect to a gauge-origin transformation,
observables depend on the choice of the gauge origin. This is
solved by using gauge including atomic orbitals (GIAOs) also
termed London orbitals"*®"*?

o, = e My, (@)
which ensure gauge-origin invariance. They are constructed by
a product of a standard Gaussian y, centered at K, with a
complex phase factor in which k =1/2B x (K, — O). The
evaluation of integrals over GIAOs is discussed in detail in
ref. 119-121.

2.2 Cholesky decomposition of ERIs over London orbitals

The matrix V of the ERIs over London orbitals with elements
(nvlop) = ”a);(rl)wy(rl)rlz_lw;(rg)wp(rz)drldrz, (3)

is semi positive definite and may thus be factorized as V =
> #7471 using the CD scheme. The elements I, of the CV # are
7

determined iteratively by a partial pivoting procedure.>®> The
pivot corresponds to the largest element of the updated diag-
onal of the two-electron integral matrix D}, which is given as
J K 7 Kx
D,, = (uv|vu) — Z L,L,. (4)

As in an external magnetic field the equivalence (uv|vu) =
(uv|pv) does not hold, it is crucial to consider that the diagonal
of the ERIs is given as (uv|vu) to ensure that the ERI is positive
semi-definite. The integral column (sp|uv) corresponding to
the pivot element is updated by the contributions of previously

determined CVs and finally normalized by the updated diag-
onal element to yield the elements of the new CV

J-1
Zpr 11/(; . (5)

1
Lip ——|: op|lw) —
K=1

\/Diz/

Truncating the decomposition at the iteration where all
remaining updated diagonal elements are smaller than a
chosen threshold t = 107, where & is the Cholesky parameter,
the ERI is then approximated by

(uvlop) wLing

Ncu
~ le L) L% (6)

The number of required vectors Ncy is significantly smaller than
the number of vectors for the full decomposition since only linear
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independent Cholesky basis functions (within the limits of the
Cholesky threshold) enter the vector manifold. The consequences
for the decomposition algorithm and the influence of finite fields
on the structure of the ERI were discussed in ref. 55 and 56.

Alternatively a two-step procedure®*** can be employed to
evaluate the Cholesky vectors. Here, in a first step, the Cholesky
basis which contains the elements of the product densities that
are chosen as pivots is determined equivalently to the aforemen-
tioned pivoting procedure. By restricting the decomposition to the
potential pivot indices, Folkestad et al.>® showed that the deter-
mination of the Cholesky basis can be done even more efficiently.
In addition, bookkeeping of the already calculated integrals can
prevent repeated calculation as shown by Zhang et al> In a
second step, the Cholesky vectors are determined. Therefore, the
equality of RI and CD is invoked when using the Cholesky basis
|K) as auxiliary basis. The integrals can thus be expressed as

(wlop) = (w|K)(K|L) ™ (L|op) 7)

with
(w|K) = J.J‘(D:;(V])Cl),,(l‘])1‘1271[<(l'2)(1l‘1(1l'27 (8)
(K|L) = J‘JK*(F])hzilL(l‘z)dl‘ldl’z, (9)

(Llop) = J ‘.L* (r )rlz’la); (r2)w, (r2)dridr,. (10)

The overlap of the Cholesky basis Si;, = (K|L) is positive-semi

definite§ and may be Cholesky decomposed
S=MM'".

(11)

With the Cholesky representation of the overlap, eqn (7)
results in

(wlop) = (uv|K)(MM') ! (L|op)
KL
= > (wlK)(M ™M), (Llop)

- [,

J K

} [ZL: (M), (Llap)

(12)

using the identity (AB) ' = B 'A™" for square matrices A and B
and M~ " = (M")™". Comparison with eqn (6) yields the equation

for determining the Cholesky vectors:

L, =Y (wlK)(MT),, (13)

K
Evaluating eqn (13) can be done using efficient BLAS and
LAPACK routines resulting in a superior efficiency compared
the pivoting procedure.

§ The Cholesky basis |K) refers to the product densities |uv), the ket (K] is defined

as (vu| resulting in a Hermitian matrix. As such, the diagonal is defined as (K|K) =
(uvlvp).

This journal is © the Owner Societies 2024

View Article Online

PCCP

For correlated calculations, a sequential transformation of
the CVs into the basis of molecular orbitals (MOs)

* J
M Z CWL vq

uv

(14)

is performed. The corresponding MO integrals are expressed
analogously as

Ncu

2Lk

and may readily be used in a subsequent CC treatment.

(pqlrs) = (15)

2.3 Cholesky decomposition in finite-field CC theory

In CC theory,®*'%>'2*7128 an exponential approach is chosen
for the wave function

. 2 3
|Pec) = el |dy) = <1+T+T+?+“')|(p°>’ (16)

The exponential term can be represented by a series expansion as
a sum of cluster operators T of different powers. The operators act
on a reference determinant |®,), for which the HF wave function
is usually chosen. The cluster operator 7 of an N-electron system is
obtained as the sum of N excitation operators T,

N
7 f"l+f2+m+fN_Z( > S alal
n= : ij...ab
ZZII,&I.
1

- a;a;g

(17)

The excitation operators consist of the weighting coefficients, the
amplitudes ¢, and a string of quasiparticle creation operators fi;,
ie., 4} and 4 The indices a,b,c. .. as well as ij,k. .. denote virtual
and occupied orbitals, respectively. The CC energy and amplitude
equations are given by

(Po|H| Do) = Ecc, (18)

(19)

with # = e THe” as the similarity-transformed Hamiltonian.
Restriction of the cluster operator to contain only single and
double excitations as well as restricting the projection space for
the amplitude to the subspace of excited determinants (]

Q/(t) = (/| %0) = 0

obtained by the action of the cluster operator on the reference

determinant leads to the CCSD truncation scheme.'**™*”
Within the CC2"*°™**? framework, an approximate CCSD formula-

tion is achieved. By introducing the Tj-transformed Hamiltonian

A = e Tife” the CCSD amplitude equations can be rewritten as

(DY H + [H, T»]| o) = 0, (20)
(ot + [, 73] + ([, 1), Tl @) =0, (21)

A Moller-Plesset type partitioning of the Hamiltonian A = £ + U
is performed and only contributions through first order in
perturbation theory are considered. The singles contributions
are treated as zeroth order parameters. Hence, the singles
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equations retain their original form but the doubles amplitudes
are approximated as

(PF|H + [F,T]| Do) = 0. (22)

To derive the working equations using the Cholesky representation,
the two-electron integrals are substituted by the representation in
eqn (15) followed by reordering the contractions with the intent to

(1) Eliminate the storage of intermediates which have three

or more virtual indices (e.g. VVVO and VVVV).

(2) Identify the optimal factorization by utilizing amplitude-

transformed Cholesky vectors.

In the following, a generalization of the formulation in
ref. 81 and 82 to the ff regime is presented. Here, care has to be
taken as the symmetry L/, = L/* is lifted due to the loss of
eightfold permutational symmetry. Additionally, an antisymmetric
formulation of the intermediates is chosen which is exploited during
the contraction with the amplitudes in our implementation. Regarding
the underlying ff-(EOM)-CCSD equations, we refer to ref. 105 and 134.
For the intermediates and amplitude-transformed Cholesky vectors
the notation of Epifanovsky et al.*" was adopted: the numbers 1, 2, or 3
in the upper index mark a contraction with I, I, and I, vectors with
either a CC amplitude 7, or a right/left EOM-CC amplitude R/L. o and v
stand for the occupied and virtual space, respectively. The expressions
for the intermediates and transformed CVs are listed in Tables 1-4.
The connection between the choice of the intermediates and a
diagrammatic approach is described in the appendix.

The working equations for the CCSD single and double
amplitudes are given as:

[?A;’ :f;zi + Zfaelf(l - 5{1(’)
e

_ ZMJ (M2T* + M3Tx< _ M2TT*) + ZM;T*MJ
J

mi maJ maJ maJ ai
Jm

oy (szz:f 1= am») oS AT
m e

Je

J J Jx
E (an - Lmn)Len ’
Jn

> 1 fone —
me

(23)
b qab
l‘f/ Af; =

Wtsz)i/ +2 ab{Z MM+ 1] (Fyr — oSy
7 7

+2;

| o\ e
SRS W L,
J

me
1
- b (0) ab
- g/)[/' Z tgn (ij 7fﬂ'j5”l/') + EZ Wmng'itr(;m'
m mn
(24)

with the definitions Af = f; — fu, and 45" = fii + fi — faa — fos
which equate to the orbital-energy difference for canonical
orbitals, i.e., Aef = & — &, and Ael’ = & + & — &, — &. Within

the CC2 scheme, in iteration 7 the contributions &% — £ and
9 - 49 are calculated first and afterwards the immediate back
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Table 1 t-transformed Cholesky vectors
2T _ J e 2T Jx e
MJ - Z Lmet;n MJ t= Z Le;;lt;ﬂ
me me
17T J 1T+ J
MaiJ - Z Lmitgl Mir/J* - Z Lii;tgl
m m
2T J 4 2T J 4
MaiJ - Z Lrnet% MiaJ* - Z L(’Izt;;‘ﬂ

me me

Myl = ;Lﬁ/[{ M= ;L_J*t{

ial T fa ti

27T _ J e
Mai.l - Z Lmel; tfﬂ
em em
J J s J Jx J# e Jx
M} =YLl + L My =YLl + L
e e

ie’j ei bj

M’.?ZIZJ"T* — Z LJ* 7

em"i “m

Jx _ pJx Jx qa
‘mb"m Mba - Lba - Z me I
m

J _qJ J
Mab - L{/b - ZL i
m

M = MET MU ARTT 4

ai aiJ aiJ aiJ
My = MG = My — MG + L)
Mg = M" + MG, My, = M+ MEly
My =3 Ly, = s e

me
“This is equivalent to the notation for the ¢ -transformed Hamil-
s J, Ak A . A . * A
tonian My" =3 C, L, C,i with C,, =Cs, —;Cmt;; and Cy, =

pa= pw
s

Cui + > Cpeté introduced in ref. 132.
e

contributions of the doubles &2 — £? are accounted for similar to the
discussion in ref. 135. While the singles equation retain their original form
the doubles amplitudes simplify by keeping only the ¢, contributions:

WAy = 25> My My (25)
J
The final energy expression is
1 *
ECC = Z.ﬁat? + 5 Z Z L;Z] MIZ(Z/ . (26)
ia ia J

Considering only the ((N®) terms which have to be calculated in
every iteration this formulation of the CCSD equations (while
neglecting spin and symmetry) scales as

V'O + 2V20° + 2V°0* (27)

for building the intermediates Wg),y, ,}12}, and Wg)d as well as the
subsequent contraction of the latter two intermediates. Here, O and
V correspond to the number of occupied and virtual orbitals,
respectively. As already discussed in ref. 81, in comparison to a
canonical CCSD implementation, one less contraction of type O*V?
is required. Hence, in theory the CD implementation has the same
scaling with a slightly smaller prefactor than the canonical algo-
rithm. Still, the expensive particle-particle ladder term does not
factorize well. For its implementation special care has to be taken
to not fully store the VVVV intermediate emerging from rebuilding
partially transformed integrals via > M ;{fM /% which is covered in

more detail in Section 2.6. We nojte, however, that in practical
applications the N° term (V'Ngy) often scales worse than the
particle-particle ladder term (V*0?) itself, when Ngy > O, Never-
theless, the implementation allows CCSD calculations at compar-
able timings but with significantly reduced memory requirements.
CD-CC2 factorizes very well and scales only with 20*V*N¢y
FLOPs compared to canonical CC2 which scales as OV* + 80°V?
+ 80°V* + 0*V. Additionally, no VVVO or larger intermediate is
needed at all, leading to much reduced memory demands.
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Table 2 List of (EOM)-CCSD intermediates
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Table 3 r- and (-transformed Cholesky vectors with the linear operator
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Table 4 List of left-hand side EOM-CCSD intermediates
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2.4 Equation-of-motion-coupled-cluster theory

In the EOM-CC approach,®'**136714 the target state is obtained

from a CC reference wave function

Re” | @)

exc Z R ‘lpCC

This journal is © the Owner Societies 2024

R () S

ij...ab..
as well as for ionized (EOM-IP'*%)
~1P b. SN ~
R, :( TCEm] )ZZ;Z ,‘auaaba] L
ij.kab..

and electron-attached states (EOM-EA™")

ﬁfA:( Fl)zz,ubwaaa, .al.

ij... ab...c

The EOM-CC eigenvalue equations are given as

<¢I‘ [H7 Ié] |@0> = Eexc<@1|[z{@0>

Z <@1|(Hﬂj)(:|@0>r1 = Fexcl't
J

Ar = Eo .1

(30)

(31)

(32)

(33)

where the eigenvalue E,,. is the excitation energy, A is the CC-

Jacobian,*?

and the eigenvectors r contain the amplitudes of
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the operator R. The matrix-vector product of the Jacobian with
the EOM-CC amplitude vector is the sigma vector, ¢ = Ar,
thereby referring to the usual notation of the Davidson
algorithm.***™**” Truncation of 7 and R at the same excitation
level (here doubles) yields:

Eexcr() = <¢O|(Hf?1)c|(p0> + <¢0|(Hé2)c|¢0>7 (34)
Eexcl? = (OF|(HR)c| Do) + (BF|(AR)c| Do), (35)
Eexc l] <(pab|( ) |¢0> <(pzb|(Hé2)c|@0> (36)

The working equations for EOM-EE (R = R"F) in the CD
formalism are given for the r, amplitude equations as

Eexcro = Zera +ZZZLJMI2UI}*’

(37)

as well as the for r; amplitudes as
= D Farf = 3 Bty + 3 Fwer 3 MMG®
me
3Rx*
Z M;{'n MI11§J

- Z lzm Z LgeMrzmlgj

em Jn

excr

MZRT* + MZR*)

malJ maJ
D MM,
Je
(38)

and for the r, amplitudes as

b b e 2R«
ECXC’Z = ublj 2 Z Wmm/ zm + ? ]ub { Z tm <Z MJ Mmll?l >

me

J 2Rx 2RT*
+ ZMm (M/b,l —Mj,;
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me

3R*
) + Zr/m mbel}
+7,, (Z Toellf +  Fpers =S Wi, /.rj;,)
e e m
<Z r/mle + Z t/m <Z Fmerf + Tm[) >
°

m

l I *
+§Ztg1)n (7 7 ZM;,m]w]an} r(nr)u]>

mn

(39)

We note that compared to ref. 81 we redefined the following
contribution:

Ref. 81 This Work
bf 13,(1r) _
Zl I/Vna/‘j - Z jm mhez
me (40)

me J me

s (ZZ%L{: ) = T (zzv

T O
L(: I’Vl)

so that the intermediate W(lf,)e, is independent of the EOM-CC
amplitudes in contrast to Wﬁm?; Grouping of the former
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with 13 yields

(21) J J
J} )}y err; meel = g/abdflj Z jm( mb(’l ZMWIM( *) .
me
(41)

This proves to be more efficient since another V0’ type
contraction does not need to be re-evaluated in each iteration.
In total, the scaling corresponds to V*0”> + 2V?0°® + 370", In
comparison, the canonical implementation scales as V*0* +
V20 + V20", Thus, the Cholesky implementation comes with
some drawback in terms of efficiency as compared to the
canonical case due to the fact that ~~dependent intermediates
such as Wi, (responsible for 2v20*) and ZMJ M2R: (respon-

be " imJ

sible for V*0?®) and their contractions with the cluster ampli-
tudes have to be recomputed in each iteration to avoid the
storage of VVVV and VVVO type intermediates, respectively.
Likewise, the comments made for the Wﬁfz,y intermediate for
ground state CC hold here as well for ngy

2.4.1 Approximate EOM-coupled-cluster - EOM-EE-CC2. As
seen for the EOM-CCSD equations, a straightforward way to
derive the EOM-CC2'%°7**3 equations is to evaluate the Jaco-
bian, i.e., the derivative of the CC2 amplitude equations with
respect to the cluster amplitudes. For canonical orbitals the
CC2-Jacobian is given as

9Q,(t) 0Q(r)
0Q;(t) on oty
Ay = =
oty 0 (t) 0(1)
8[1 8[2

T2)C‘(1"0> <<1’1 | (I:Iflz)f|<1’0>

<<1>2\(I7p1)c|<150> —Ae>

(42)

While the determining equations for the singles amplitudes are
the same as in the full CCSD treatment, the doubles amplitudes
are simply given as

Eexcrg-b = (<I>§J‘-b|(17f31)c|<1>0> Asgbr‘zb (43)
or rather
bl
ab <(D;]I (VRI)"¢O>
ot ()
Eexc + Agl‘,‘

Within the CD approximation the EOM-EE-CC2 working
equations are

(Eexc + A )10 = 25 3" st + 22 Dot
m ¢

ap— Ip— J, 3Rx*
+ 'J/ab'j/ij Z ZMmI1 (ijbj (45)

2RT* Jx b
B ]Mjb.l - Z M/m m>

m
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In analogy to CD-EOM-CCSD the scaling of CD-EOM-CC2 is
20°V?Ney + O*V® + O°V? which is more expensive than the
canonical implementation, i.e., 30*V® + 30°V?, for O + V < N¢y.
As an advantage, the CD scheme does not require building any
four-index intermediates. Thus the memory is in principle only
limited by the storage of the amplitudes themselves. To be
more precise, the EOM-CC2 amplitudes for double excitations
can be partitioned out of the Davidson subspace - see also ref.
133. This allows to form the amplitudes temporarily and
process them in batches. Consequently for CC2, the primary
limitation on memory usage arises from the Cholesky vectors.

2.5 Left-hand side EOM-CC equations and properties

Since the Jacobian A in eqn (33) is a non-Hermitian matrix
(due to the fact that the exponential of the cluster operator elis
non-unitary), there exists also a left-hand side equation of the
eigenvalue problem®'*>

I'A=E.I" (46)

to the same set of eigenvalues. These equations similarly
describe linear deexciations via the operator

£:£0+£1+£2+~--+£N:Zl,ﬂj. (47)
7
In this case, the eigenvectors r and I are not simply Hermitian

conjugates but form an biorthogonal set which can be normalized:

(0L R" 17} = S,

(48)

As mentioned above, the left-hand side equation does not have to
be solved to evaluate the excitation energies. However, it has to be
solved for the evaluation of properties.®8>137148149 por example,
(transition) dipole moments, can be expressed as biorthogonal
expectation value

tmn = (PEom|it| PEom) = <¢0|imeiTﬂeTI§n|@0>,
neglecting the contributions from the cluster amplitudes and
orbital relaxation.’®® For m # n, this yields transition-dipole
moments between the states m and n and single state dipole
moments for m = n. A special case is m = n = 0 which is equivalent
to the CC reference wave function. The CC ground state is a
solution to the eigenvalue problem of EOM-EE, where ry is set to
1 and all other amplitudes of higher excitations vanish.

Hoo = ((D0|ﬁ°ﬁ|¢0>

Thus, the problem reduces to the EOM left-hand-side solution
for the ground state. This is formally equivalent to the A-
equations in CC derivative theory”®**'*2 with £° = (1 + A),
i.e. [y = 1 for the ground state. For excited states, [, can be
chosen as 0, as biorthonormality is ensured by scaling the rest
of the [ vector. The transition-dipole moment between two
arbitrary states is evaluated by summing over the dipole-
moment integrals p and the reduced one-particle transition-
density matrix p

Hyn = Zﬂpl]<¢0‘ﬁm T4 TA TR”
rq

(49)

(50)

(p0> Z :upqpm” (51)
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The evaluation of one-electron reduced density matrix is
unchanged in a Cholesky decomposed implementation. For
reference of the working equations in the ff setting see ref. 149.
Consequentially, the ground and excited-state properties
require the solution of the EOM left-hand side equations. For
CD-(EOM)-CCSD the [; amplitudes are given by

Eexcl(i, = Fial() + Z Fealéi» - Z Fimlgn - Z Fmaiim
e m m

Z (2t) ym 2 : mn
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me mne
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J me mn ef
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IS OCA AT W L
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ge mf Je f
(52)

and [, amplitudes by
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Eexe lab Wabl/ ah ‘]t/ W/ebm l{lt

me

+2 b'f Fllll + *]ah ZFtblae + ]I/ ZF””IZ,/:
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¢of

mn

mn
2 /nm ab

aBD— TP— J 3L« 1Lx 2Lx%
+ 27 ZLia(Mb/‘J = My + Myy;
J

- Z LY D — Z Ll + —L 10>
(53)

2.5.1 Approximate EOM-coupled-cluster - EOM-EE-CC2.
For CC2 the left-hand side equations are evaluated using the
same strategy as for the right-hand side. According to the left-
hand side eigenvalue problem in eqn (46), multiplication with
the CC2-Jacobian of eqn (42) yields the equations

(@o| (L2V)e| 9F) + (Dol (LH)e + (E1H))T)e| 9F)
(54)

Eexcla

and

(o] (£477) |2 )

poo N
b
“ Eexe + Ag;;‘b

(55)

Thus, for the left-hand side also the singles equations are altered
by the CC2 approximation. Within the CD approximation the
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working equation are
Eexclé, = Fialo + ZFealé -
e
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F, imla
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(56)
and
(Eee+ M), = 242, Ful)

+ ?gb Zfé’bl + 7;/ Zflmllm

m
1
— — 3Lx 1Lx *
**QMQUE:Lé(Aﬁﬁ - My; +§L@%)'
J
(57)

Thereby the scaling is identical to the right-hand side equations.
Accordingly, the arguments given in the previous section hold
here as well.

2.6 Implementation

Spin-integrated open-shell implementations of ground-state
CCSD and CC2 as well as excited-state methods including
EOM-CCSD (EE, SF, IP, EA) and the approximate EOM-CC2
(EE) method were implemented within the program package
QCUMBRE."™ QCUMBRE is based on a string-based tensor
contraction framework presented in ref. 134. A contraction is
generally performed by casting it into an efficient matrix multi-
plication by tensor transpositions which is evaluated using
BLAS.”™ As the initial framework solely considered spin-
symmetry, further development by Kitsaras'** enabled the exploi-
tation of point-group symmetry via symmetry-blocked tensors.

In the following section, further improvements that have

been added as part of this work are introduced. These improve-
ments have been designed to enable the use of contractions in a
more ‘black-box’ manner while aiming at maintaining a
developer-friendly structure that allows straightforward imple-
mentation of working equations:

(a) Transpositions, despite scaling only with the tensor size,
noticeably affect the total wall time due to their inherent
cache inefficiency. Both input tensors require transposi-
tion to ensure the correct shape for the matrix multi-
plication step, and the output has to be transposed as
well to obtain the target quantity. Consequently, to per-
form a tensor contraction, in the worst case, three tensor
transpositions have to be performed. As the indices for a
given contraction may align with the target indices for
any of the transpositions the number of FLOPs required
is dependent on whether the tensor is the left-hand side
or right-hand side input of the contraction. To achieve an
optimal and black-box contraction routine, it was
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extended by a mechanism that determines the order of
the input tensors by minimizing a cost function.
To further increase the efficiency, antisymmetry of the
tensors is exploited fully, similarly to the ideas discussed
in ref. 155 and 156. The coupled-cluster amplitudes and
intermediates are antisymmetric with respect to permu-
tation, ie.,

=~ =t = 1 (58)
Thus, for any such quantity it is sufficient to save the block
a < b and i < j. Exploiting this symmetry during the
contractions such as in the particle—particle ladder term

(59)

u<b E
z</ —2 ahe

e<f

the required FLOPs are reduced by a factor of 6. None-
theless, some care has to be taken for intermediates in
which the tensors have to be partially (eqn (60)) or fully
(eqn (61)) unpacked to perform the contraction:

G 2y Y (60

ab E (11) (e
ijab‘]u Wmhel jm*

em

(61)

Additionally, as is standard practice for tensor contrac-
tion libraries, a parallelization of the most time-
consuming steps in the tensor contraction workflow
has been carried out. Thus, for QCUMBRE the tensor
transpositions as well as the folding and unfolding of
packed indices which precede the matrix multiplication
step were parallelized. Furthermore, the zgemm routines
employed for matrix multiplication are easily parallelized
via OpenMP" using the respective threaded BLAS
libraries. In addition to the shared memory paralleliza-
tion of the tensor contractions a massively parallel
implementation of EOM using the message passing
interface (MPI) was realized. As each root of EOM is
independent of the others, it is possible to calculate
them on different nodes. For a review of the develop-
ments for established quantum chemical packages hand-
ling field-free calculations we refer to ref. 158.

For a memory-efficient implementation of CD-(EOM)-
CCSD special care has to be taken to avoid the storage of
any rank four tensor with three or more virtual indices
e.g. VVVO and VVVV. The particle-particle-ladder-like
terms WE{{,?’ ) as well as the EOM intermediate nggy need
such quantities if implemented in a straightforward
manner. In order to avoid the storage, an on-the-fly
three tensor contraction routine was implemented that
builds these contributions batch-wise, following the
ideas of ref. 81. The batch is distributed such that a
subset ab is chosen so that the batch fits into the
available memory to ensure optimal usage of memory
and to minimize overhead. Calculations are thus in
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principle only limited by the size of OOVV quantities.
The intermediate W%ef is then antisymmetrized and

due to the fact that the full range of the index pair ef
is kept, the antisymmetry can be exploited in the sub-
sequent contraction to the target amplitude:

(1) — op— J Jx
e, =2 2; M M
_ “ (62)
ab t) _ef
e Woberli -
e<f ’

Consequently, the intermediate Wg),ef has to be calcu-
lated in every iteration which scales V*Ncy. In practical
applications this N° term though often scales worse than
the particle-particle ladder term itself since usually
Ncu > O” resulting in an overhead for the CD imple-
mentation in general. Still, compared to a canonical
CCSD implementation, the advantage is that all tensors
can be held in memory and the required intermediates
are calculated as needed. Therefore, no disk-IO is
needed to read in the two-electron-integrals (ab||cd)
which poses to be a bottleneck of canonical CCSD.

(e) Concurrent use of single-precision apart from the CD can
be exploited to further lower memory and computation-
time requirements with virtually no loss in accuracy as
shown for many post-HF methods such as CD-MP2'*°
and CD-EOM-CCSD.'®° If higher accuracy than that pro-
vided when using single-precision is needed, it is possi-
ble to first converge the amplitudes to single-precision
and then switch to double precision for the last iterations
to recover full accuracy.'®>'®!

2.6.1 Validation. Validation is straightforward by compar-
ing results with a tight Cholesky threshold to the canonical
implementation employing the full ERI. Therefore, the test set
used in ref. 55 was employed.q In Fig. 1, the mean error of the
ff-CD-HF energy, ff-CD-CCSD and CC2 correlation energy and
the ff-CD-EOM-CCSD and CC2 excitation energy is plotted
against the chosen Cholesky threshold. In accordance with
previous results®® not only the error in the integrals but also
the error in the energies is bound by the chosen Cholesky
threshold (black line). Up to a Cholesky parameter of 6 = 7, the
error of all methods is strictly below the chosen threshold. In
this case, the error for (EOM)-CC is approximately one order of
magnitude smaller than that of the HF energy. Beyond this
threshold the error is additionally constrained by the choice of
the convergence criteria which is globally set to 10~”. Thus, the
error in the EOM-CC energies becomes larger than the Cholesky
threshold, while HF retains a good accuracy in the energy for
orbital coefficients converged to 107,

9 The test set constitutes of the closed-shell molecules water and ethane, as well
as the open-shell methylidyne radical in various magnetic field orientations and
basis sets. Only the largest systems, i.e., CH using the unc-aug-cc-pV5Z basis and
ethane using the unc-aug-cc-pVTZ basis set in a skewed orientation of the
magnetic field were omitted.
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AFEcco — 10°°

convergence criteria

10—10

Cholesky parameter 9

Fig. 1 Mean error of the ff-CD-HF energy (blue), ff-CD-CCSD and CC2
correlation energy (green and grey) and the ff-CD-EOM-CCSD and CC2
excitation energy (orange and indigo) as a function of the Cholesky
parameter 6. The convergence criteria for HF, CC as well as EOM-CC
were set to 1077,

3 Applications
3.1 Computational details

The calculations have been performed using two program
packages. The implementation of ff-CD-CC was done within the
QCUMBRE"® program package which handles the post-HF
treatment. It is interfaced to CFOUR"*>"®® with use of the MINT
integral package.'®* CFOUR handles the CD of the ERIs as well
as the HF step. The following calculations on MgHe systems
were performed using uncontracted (unc) augmented (aug)
correlation consistent basis sets.'®>'®® The unc-aug-cc-
pCVQZ'® basis was used for Mg and the unc-aug-cc-pVDZ basis
was used for He if not stated otherwise and all electrons were
correlated. The use of a larger basis set for helium produces
only a small difference in the range of few percent, as validated
in Table S1 in the ESL{ In the following we will discuss the
*P — S transition of triplet Mg mainly described by the
excitation from 3p — 4s in different environments. Based on
the symmetry of the studied system the respective states trans-
form as different irreducible representations which are listed in
Table 5. In all cases the states corresponding to the *P_; state
was chosen as EOM-CC reference.

3.2 Pressure broadening of magnesium spectral lines

Assigning spectral lines for magnetic WDs is a non-trivial task.
WDs are known to typically have dense helium or hydrogen
atmospheres, and magnetic WDs in addition exhibit non-
uniform surface-field distributions. Furthermore, even the
coolest (magnetic) WDs have temperatures ranging from 4000
to 10 000 K.****"7* The 3p — 4s (°P — *S) transition for the Mg
triplet is one of the most intense lines for metal-containing
WDs.>'”? In ref. 6, this transition supported the assignment of
a spectrum from a WD containing metals in its atmosphere
(termed DZ) and a strong magnetic field of about 3000 T. Due to
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the high surface gravities of WDs, one would expect the metals
to sink down quickly, leaving pure He/H atmospheres. The fact
that metals are nonetheless found is linked to accretion from
planetary disks into the atmosphere.'”>'”® This causes the
star’s atmosphere to be polluted by traces of metal species
giving rise to distinct spectral lines. In order to study atoms and
molecules under such extreme conditions it is crucial to model
the surrounding environment, namely temperature, pressure,
and density, as well as magnetic field, since they have a direct
influence on the respective spectral lines.

Variations in the surface magnetic-field strength and rela-
tive orientation of the magnetic-field vector to the species of
interest directly influence the transition wavelengths through
alteration of the electronic structure. In the simplest model, to
account for distribution of magnetic-field strengths over the
star, a dipole is assumed, leading to a factor of two over the
encountered field strengths. Due to their variation and due to
the fact that the magnetic field strengths are not a priori
known, field-dependent transition wavelengths (B-4 curves)
are required to help assignment of spectra.

High-density atmospheres, where collisions are frequent,
are prone to exhibit strong pressure-broadening effects. Espe-
cially due to the relatively low opacity of helium atmospheres at
lower effective temperatures, observed photons can originate
from deeper atmospheric layers with higher densities.'”*7*17
Collisions between metal and surrounding atmosphere atoms
alter the energy levels of the radiating metal atom and thus cause
a shift as well as a broadening of the spectral lines in the WD’s
spectrum. The broadening arises from the fact that the distance
between the radiating atom and atmosphere particles is not
constant. Instead, it is distributed around a mean value depen-
dent on pressure and temperature. Moreover, the individual
energy levels involved in a transition are affected due to the
interaction with the environment.’”® The pressure effects cause
both the shift as well as asymmetric line shapes and satellites as
discussed, for example, in ref. 172. For a review on methods to
model the spectral lines see also ref. 177. Generally, a parcel of
gas at a specific temperature and number density of helium
atoms is assumed. Within that parcel some helium atoms will
collide with a radiator atom and consequentially the energy
levels and transition dipole-moments of the radiator will be
altered strongly. Statistically, other helium atoms will be further
away and therefore will not significantly perturb the system. To
calculate the line profile for this parcel of gas, integration over
the distribution of atomic separations is performed.

Table 5 Symmetry labels for the relevant states for 3p to 4s transition of
Mg in its triplet state considered in this study: the Mg atom (SO(3)), the Mg
atom in a magnetic field (C..n), MgHe (C..,), MgHe in a parallel (C,,) and
perpendicular field (C,) as well as MgHe;; in a field aligned along the Cs axis
(C3n)

So(s) Con Coy Co Cs C3n
3P 32 32+ 32 Al A/
SHL; 3H SH A/I EI
A
28838 | Phys. Chem. Chem. Phys., 2024, 26, 28828-28848
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Consequently, only the diatomic potentials are needed to model
the line shape. ||

3.2.1 MgHe interaction. The polarization by surrounding
helium atoms can significantly affect the electronic structure of
magnesium and thus warrants investigation in order to be able
to model the spectral line position and shape. In this study, we
investigate the pressure effects on the 3p — 4s (P — °S)
transition for the Mg triplet perturbed by a dense helium
atmosphere in an external magnetic field. A number of previous
studies'”>'777'8 have already been conducted in the field-
free case, where ref. 170 and 172 specifically deal with the
Mg triplet transition of interest. Here, we will build upon
the results of previous studies by expanding the discussion by
the influence of an external magnetic field on the pressure
effects:

We start our discussion on the Mg-He dimer in the field-free
case. Due to the fact that the asymmetric broadening can be
observed whether or not spin-orbit splittings are resolved
within it,"’*"”> we neglect their contribution for our discus-
sion.** Starting from the field-free case, the initial state for the
isolated Mg atom in the ®P-state is described by the three
degenerate p-orbitals. Introducing the helium atom into the
system lowers the molecular symmetry to C..,. As a result the
former *P-state splits into two degenerate bonding °TI-states
whose highest occupied molecular orbitals (HOMOs) are
perpendicular to the bond axis. The *X* (3p,) state, with the
HOMO oriented along the bond axis, is non bonding and
higher in energy as shown in the central panel of Fig. 2. The
transition wavelength of the Mg transition (°P — °S) as a
function of the distance to the helium atom is shown in
Fig. 3 together with the total energies of the involved °II
and X" (4s) states. Note that the unperturbed transition
wavelength in our calculation is about 5132 A while
the observed one is centred around 5174 A.*** The difference
is due to basis-set incompleteness errors, higher-order correla-
tion effects, as well as relativistic effects. This discrepancy does
not, however, impact the overall qualitative analysis as the
focus is on energy shifts which are not expected to change
significantly. Still, as already discussed in ref. 184, for fully
quantitative predictions, composite schemes would need to be
employed. These may include, as mentioned above, an extra-
polation to the basis-set limit, higher-order correlation effects,
and a shift to the NIST data to account for field-free scalar
relativistic effects.

As the helium atom approaches an isolated magnesium
atom, a blue shift arises in a gradual manner. Until a distance
of 9.0 A, the interaction is so weak that the change in the
transition wavelength is smaller than 1 A. Thus, up to this
distance the system can be treated as non-interacting. The blue
shift increases with the shortening of the Mg-He distance and
reaches its maximum with a shift of about 108 A at 3.5 A. The

| The method considers the simultaneous interaction with multiple perturbers
but neglects the interperturber correlation, ie., the interaction between the
perturbers.'”®

** The size of the spin-orbit contribution amounts to approximately 5 A to 10 A.***
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main reason for the shift is the occurrence of a shoulder for
smaller distances in the final *X" state. For shorter distances
the transition wavelength rises up to an inter-atomic separation
of 2.0 A. While the initial state becomes more and
more repulsive, the final state stays relatively unchanged,
leading to a gradually increasing red shift relative to the
unperturbed case.

Applying an external magnetic field changes the interaction in
the MgHe dimer as shown in Fig. 2. In principle, all orientations
of the magnetic field with respect to the bond axis should be
taken into account. Here, we are picking out the two extreme
cases, Le., the parallel and the perpendicular orientations. In a
magnetic field, the individual states are altered in the following
ways: in the parallel orientation (C., symmetry), the bonding *IT_,
state is stabilized and becomes the new ground state while the
T1,, state is destabilized. The non-bonding *Z-state has no
orbital-Zeeman contribution and constitutes the first excited state.
Conversely, in the perpendicular orientation (C; symmetry) the
non-bonding *A’-state is stabilised and becomes the ground state
while the first excited *A”-state is bonding. Increasing the mag-
netic field strength further, up to 0.20 B, results in a
slight destabilisation of the bound ground state in the
parallel orientation. In the perpendicular orientation, when
increasing the magnetic-field strength, the ground state becomes
increasingly bound via the orbital-Zeeman interaction, as can be
seen in Fig. 4.

In order to assess the influence of the perturbing helium
atom on the spectral lines of the magnesium triplet within a
magnetic field the corresponding B-4 curves, i.e., the magnetic
field strength plotted against the transition wavelength, are
investigated as shown in Fig. 5. Note that we follow here the
main character of the transition for isolated Mg such that the
corresponding B-A curves remain comparable even though
formally there are a couple of avoided crossings with other
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CD-CCSD (6 = 5) using the unc-aug-cc-pCVQZ basis for Mg and the unc-
aug-cc-pVDZ basis for He.

strengths. For further details we refer to Fig. S1 and S2 in the
ESLt{ For the calculation, the respective equilibrium Mg-He
distance within a given magnetic-field strength and orientation
was chosen (see Table S13 in the ESIt). The p-orbitals, which
are degenerate in the field-free case, split into three components
resulting in large shifts in the transition wavelength. Additionally,
due to the interplay of para- and diamagnetic effects induced
by the external magnetic field, the lines vary in a non-trivial

states involved, particularly for higher magnetic-field manner as compared to a simple orbital-Zeeman shift. Hence,
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Fig. 2 Total energy Et Of the initial and first two final states of the MgHe triplet dimer without an external magnetic field (middle) and within a finite
magnetic field of 0.05 By oriented parallel (left) and perpendicular (right) with respect to the Mg—He axis. The calculations were performed at the unc-

aug-cc-pVTZ/CC3™3 level of theory.? Additionally, the respective (complex) orbitals visualized via COrbitl

9% are shown. Mg is depicted in green and He in blue.

?Note that an accuracy beyond CCSD is required to describe the dissociation limit of the degenerate I1 and X states in a qualitatively correct

manner.
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basis for Mg and an unc-aug-cc-pVDZ basis for He.

ff methods are indispensable for interpreting spectra of strongly
magnetic WDs as discussed in detail in ref. 6.1+

To assess the influence of the Helium atom on the transition

in the magnetic field in more detail, the shift defined as the
difference between the excitation energy of the isolated magne-
sium atom and the dimer in a parallel or perpendicular
orientation is shown in Fig. 6. In the magnetic field, the
following can be observed:

(1) The parallel orientation leads to very large blue shifts that
increase with the magnetic field. This is explained by the
fact that the *Z (4s) final state is destabilizedif in the
magnetic field as compared to the atomic case while the
initial states remain mostly unchanged. In addition, it
develops an increasingly large shoulder (see also Fig. S6
and S7 in the ESIT) which leads to larger shifts.

(2) Furthermore, in the parallel orientation, the curves for
the shift in the transitions from the *IT and *T states,
respectively, remain parallel. In the absence of a mag-
netic field, the influence of the Helium atom is stronger
for transitions from the bonding *II states than for the
non-bonding *Z* (3p,) state. The difference is due to the
fact that the excitation energy is evaluated at the equili-
brium distance of the *IT state at which the *X* (3p,) is
repulsive. This in turn compensates to some degree the
shoulder in the final *T* (4s) state (see Fig. 3). Thus,
compared to the isolated Mg atom the transition from
the bonding IT states is blue shifted as shown in Fig. 3

11 Note also that the transition-dipole moments change as a function of the
magnetic field and the orientation of the magnetic field as can be seen in Fig. S5
in the ESL}

11 The *X* state acquires d-character via an avoided crossing as discussed in ref.
6. This polarization is apparent in the shape of the HOMO (4s in the field-free
case) which acquires d, orbital-like lobes as shown in Fig. S3 in the ESL{ In the
parallel orientation, this leads to an antibonding and hence destabilizing
interaction with He (see also Fig. S1 and S2 for the total energies, ESIt).

28840 | Phys. Chem. Chem. Phys., 2024, 26, 28828-28848

while the transition from *X* (3p,) is relatively unaf-
fected. As the initial states remain mostly unchanged in
the parallel field, so does their respective relative posi-
tion. As such the shift for the transitions from the *Z*
(3po) state evolves in parallel to those from the *IT states
when increasing the field strength.

(3) For the perpendicular orientation, the shifts vanish for
large magnetic-field strengths. In this orientation, the
states evolve in a comparable manner to the atomic case
(see Fig. S1 in the ESIt) and the shoulder in the final
state diminishes (see also Fig. S6 and S7 in the ESI{).§§

For the strongest magnetic field considered (0.20 B,) the
shift due to the magnetic field in the perpendicular orientation
is of the order of 0.2 mE;,. In the parallel orientation shifts of
about 10.6 mE;, arise. These cases correspond to shifts in the
wavelength of about 1 A and 100 A, respectively.

3.2.2 MgHe cluster. The spectrum of a real white dwarf
atmosphere is a result of the light emitted from various atmo-
spheric layers including deeper layers which have significantly
larger densities than the higher layers. It is quite typical for
atmospheric layers that contribute to the observable spectra of
WDs to reach densities of n(He) ~ 10** to 10** cm >, where the
dense helium atmosphere shows fluid-like behaviour,'”* 81187189
For sufficiently large densities the average distance between the
helium atoms and the magnesium is smaller than the collision
cross section. Under such conditions, the radiating magnesium
atom experiences numerous concurrent perturbations as it inter-
acts with the adjacent helium atoms.

To account for such a perturbation, we also investigate Mg
in an explicit solvation model (see Fig. 7). A magnesium atom is
placed in an idealized hexagonal closed-packed structure,
where all atoms within the cluster have the same interatomic

§§ This is due to the fact that the polarization of the 4s orbital is perpendicular to
the Mg-He bond which leads to more atomic-like states, see Fig. S3 in the ESL¥
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Fig. 5 B-/ curves for the transitions from the three former P-states.
Three cases are distinguished. The isolated Mg atom is used as a reference
(Coon solid lines) and is compared with the MgHe triplet dimer at the
equilibrium geometry in the parallel (C,, dotted lines) or the perpendicular
(Cs, dashed lines) magnetic field. Calculated at the CD-CCSD (6 = 5) level
using the unc-aug-cc-pCVQZ basis for Mg and an unc-aug-cc-pVDZ
basis for He. Additionally, the simple orbital-Zeeman split (dashed gray
lines) is also shown.
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Fig. 6 Shift in the excitation energies AE,. induced by the helium atom
for the three former P-states of the MgHe triplet dimer at the equilibrium
geometry in a parallel (C,,, dotted) or perpendicular (Cs, dashed) magnetic
field compared to the isolated Mg atom. For the changes in the transition
wavelengths see also Fig. 5.

distance. This may be a reasonable choice of configuration
since helium crystallizes in a hcp structure under high pres-
sures.qq The hcp structure with a given radius can then be
connected to a density of a helium atmosphere.

99 Note also that the face centered cubic (fcc) lattice has the same density and
thus is expected to show similar pressure effects.
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Fig. 7 Schematic depiction of the transition between the MgHe dimer
model system to an explicit solvation model for large densities. The
collision cross section is shown as dotted circle (Mg: green, He: blue).
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Fig. 8 Representation of a Mg atom (green) in a hcp lattice of He atoms
(gray). Depicted are the first two shells forming a cluster of MgHesg, where
12 He atoms are in the first and 44 He atoms in the second shell.

In order to ensure that the treatment of the first coordina-
tion sphere (MgHe,,) is sufficient to model the influence of the
helium atmosphere in an explicit solvent model the contribu-
tion of the second shell is evaluated using the MgHese cluster
depicted in Fig. 8 (using a lattice constant of 3 A which
corresponds to a density of 6.5 x 10*' atoms per cm?).||
Therefore, a CD-CC2 calculation using the unc-aug-cc-pCVQZ
basis on Mg and the unc-aug-cc-pVDZ basis on He was per-
formed. We note that in this system with 781 basis functions
the memory demand to store the full integrals in AO basis
would correspond to almost 6 TB. This prohibitively large
memory demand is diminished by using CD, which generates
3505 vectors (0 = 5) with a memory requirement of 34 GB.
Overall, CD is mandatory in order to make a computational
description of such systems at the ff-CC level feasible.

|l Note that the distance between two atoms is twice the lattice constant.
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Fig. 9 Shift in the excitation energy AEcyc = Eoxclp = 0) — Ecxclp) (in
Hartree) at the CD-CCSD (6 = 5) level of the Mg triplet transition as a
function of the helium density p of the MgHe;, (Cs;) atmospheric model
system in the field-free case as well as in a magnetic field of 3000 T and
30000 T oriented along the Cs axis. Employing the unc-aug-cc-pCVQZ
on Mg and the unc-aug-cc-pVDZ basis on He.

Concerning the accuracy of ff-CC2, we note that as long as
the states involved do not have a strong double-excitation
character, the development of the excitation energies as a
function of the magnetic field is reproduced faithfully. For
MgHe;,,, the deviations between ff-EOM-CC2 and ff-EOM-CCSD,
are around 1 mE,, (see Tables S11 and S12 in the ESI}). For
more details on the performance of ff-CC2, we refer the reader
to ref. 133. Compared to MgHe,, the second layer contributes
only 7 A to the shift (see Table S12, ESIt). This is expected as (a)
the polarization of the outer atoms is shielded by the first shell
and (b) as shown in Fig. 3 the shift decreases rapidly with the
distance to the Mg atom. This validates our approach to use the
first coordination sphere as model system.

Fig. 9 shows the shift in the excitation energies for the
MgHe,, cluster of the first coordination sphere oriented
along the C; axis as a function of helium density. The field-
free case is shown in grey. Similar trends as for the MgHe
dimer can be observed: for densities lower than 1 x 10>
atoms per cm’ the excitation energy and thereby also the
spectral line is not shifted as the distance between Mg and
He is too large. For denser atmospheres a blue shift, as
expected from Fig. 3, arises which gets stronger with decreas-
ing interatomic distance, i.e., increasing the density.
Thereby, the transition wavelength shifts as a function of
the density by several hundred A (see also Fig. S4 in the ESI)
which corresponds to ten to thirteen times the effect of a
single helium atom on the transition wavelength. However,
the measured signals are emitted from various atmospheric
layers, and hence from a distribution of temperatures and
densities. Deeper layers with large densities can be expected
to have a larger Rosseland mean opacity.'®® The Rosseland
mean opacity is a weighted mean of the total opacity over all
wavelengths, which, among other factors, depends on the

28842 | Phys. Chem. Chem. Phys., 2024, 26, 28828-28848
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density, temperature, and composition (mass fractions) of
the star. For our purposes, it can be understood as a measure
of the number of photons that exit the stellar atmo-
sphere.*** ! Flux emitted from the deep, high-density layers
of the atmosphere will undergo additional absorption and
scattering, and only a fraction can be detected. Conversely,
higher layers show an increased transparency where most of
the flux is escaping the atmosphere and hence contribute to
the observed spectrum. Additionally, the transition-dipole
moment and hence the respective oscillator strength for this
transition decreases as well with increasing density (see
Table S11, ESIt). Consequently, the most intense signals
originate from layers with moderate densities. The resulting
overall line profile is thus not necessarily shifted by these
large wavelength, but asymmetrically broadened.'”®"7?

The dashed lines in Fig. 9 show the pressure dependence
for a magnetic field of 3000 T. The three components show a
very similar behavior as a function of the density as in the
field-free case. For moderate field strengths, such as 3000 T,
it thus seems justifiable to simply include the atmospheric
pressure effects of the field-free case as a model for the line
shapes in the magnetic field. For stronger magnetic field
strengths of 30 000 T (dotted lines) the behavior is similar for
the three components but it is rather different from the cases
discussed before. In fact, the shifts are much smaller and
become relevant only for very large densities. The overall
lower shift in the excitation energy may be explained in the
following manner: as discussed previously for Fig. 6, an
increasing vs. decreasing shift was found for the parallel
and perpendicular orientations, respectively. For the MgHe,,
cluster a superposition of these effect leads to an overall
decrease of pressure effects for 30 000 T. For strong magnetic
fields it may hence be reasonable to disregard the pressure
effects except for very large densities.

Note however that because of the non-linear scale, if the
shift is expressed in transition wavelengths (see Fig. S4 in the
ESIt), the differences in the shift are more pronounced. In
particular, the *E/,; component leads to much larger shifts than
the other components. Again, for a quantitative prediction,
composite schemes would need to be employed.

In this first-order approach in which we are using a static
model system, insights into the influence of the atmosphere on
the Mg transitions are gained. Going a step further could imply
using a QM/MM approach for a dynamic description which can
capture the effects of an arbitrary magnetic-field orientation at
a given temperature and pressure while retaining the needed
high level accuracy at the radiating Mg atom which will be the
subject of further studies.

*** Note that the opacity is connected to the Rosseland optical depth 7z which
describes the decay of the intensity of radiation I = I,e”™®R. For 1z = 2/3 the
intensity is approximately halved which means half the flux radiated from that
layer will undergo additional absorption and scattering but half will escape into
space where it can be detected.
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4 Conclusion

In this work we introduced the implementation of ff ground
and excited-state CC methods exploiting the CD representation
of the ERI (ff-CD-CC). The ff-CD-CC scheme allows to perform
highly accurate calculations for atoms and molecules subjected
to an external magnetic fields as can be found on magnetic
WDs. By significantly reducing memory requirements, the CD
tackles computational bottlenecks, enabling the investigation
of systems which were previously computationally not feasible.

Assigning spectra from magnetic white dwarf stars requires
very accurate predictions. It is a non-trivial task as such stars
exhibit dense atmospheres, non-uniform strong magnetic
fields, and a wide temperature range. These factors directly
influence the spectral line shapes of atoms and molecules,
making accurate modeling challenging. We showed that these
developments enabled the study of pressure broadening of
magnesium spectral lines on magnetic WDs. Furthermore, we
discussed the influence of an external magnetic field and the
considerable differences between the parallel and perpendi-
cular orientations. In the MgHe system, the change in excita-
tion energies with respect to the magnetic-field strength shows
that the pressure shift due to He increases in parallel and
decreases in perpendicular orientations. Lastly, we employed a
cluster model to consider a more realistic scenario for high-
density helium atmospheres. Particularly for treating the clus-
ter, CD techniques becomes crucial. The analysis showed that
for 3000 T pressure effects in the field-free case are comparable
to the effects in magnetic fields which can justify incorporating
pressure effects from the field-free case as approximation for
line shapes in magnetic fields.

However, this approximation may not hold for stronger
magnetic fields of, for example, 30 000 T where the magnitude
of the pressure effect on the excitation energies is decreased
drastically.

Overall, this study shows the complex interplay between
magnetic fields and pressure effects, and their influence on
the spectral lines of magnesium. Further investigations, includ-
ing dynamic descriptions of the environment and inclusion of
temperature effects, are necessary to gain a conclusive under-
standing of matter in magnetic WDs.
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within the article and its ESL{
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Appendices
A Diagrammatic approach

In the diagrammatic sense, let a pair of Cholesky vectors be
described by one-electron operators. Thus, a vector and its
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complex conjugate can be defined as:
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hence any (non-antisymmetrized) integral e.g. (ij|ab) can be

represented as
AATE 7/\\0 A
JLJ*

l,‘ab Liq bj

where the left vector is read as L{mt,in and the right vector is
defined as Ly’ . Thus, the intermediates can be understood as

the contractions
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In analogy to EOM-EE the intermediate of ref. 81 1522

redefined and added to 1%2 resulting in
S WL OIS S
me me J

Thus, the scaling is overall O(N°) for CD-EOM-EA-CCSD and
equates to V'Ngy + OV' + 20°V® + 20°V* which is to be
compared to OV* + 0*V? for the canonical implementation. As
for EOM-EE from the overhead due to recalculation more flops
are required but overall memory requirements decrease. The
working equations for EOM-IP (R = R"") are

J 2R*
Eexeri = § Foirm + E ch’m, § Mm,MmJ (66)
me Jm
and
— 2Rx
exc'/, - § : mszr’” + ‘7 E :F’WrIn/ § Mh/Ml/

)
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(67)

Again in contrast to ref. 81 Iﬁﬁ? is redefined and added to 15}2
which results in

W2t

m} mbei — Z rm] (Z Mn/uM Z mhet) (68)

me me

For the cost of saving an additional VVOO type intermediate
20°V*Ncy + O’V + O*V? flops are being saved per iteration.
Thus, for EOM-IP the scaling of our CD implementation is
identical to the canonical one. Both scale as 0’V + 0*V. In the
same manner the /; and /, amplitudes for EOM-EA using the
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Table 6 CCSD-EOM-EA intermediates
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Equation Scaling
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intermediates form Tables 6 and 7 are given as
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ah Z u/;ezblm l:z’; 4 Z

me mn

— 3Lx 2
ey, (be
J

~ Py Fiuly + 24 Y Fapll, —
e

<'fmn Z an ) Z tl)/

> Einli
m

mn e/

Lx
E :Lhm m

m >

(70)

EOM-IP yields the amplitude equations

exc = Z Fzmlm B) Z

ll’l’ll’l
ienm‘e

(71)

mne
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and

Eecly = Y Fall = P Foll + 2> Ful))'
e m

1 () g p— (21) im
+ EZ Wijmnlh - e%i/' Z W/ebmle (72)

mn me

e

ap— J 1Lx 2Lx Jx7
=25 > L <_Mﬂ + M= L 1)
7
respectively.
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