Open Access Article. Published on 26 June 2025. Downloaded on 7/30/2025 6:19:41 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

PCCP

¥® ROYAL SOCIETY
PP OF CHEMISTRY

View Article Online

View Journal | View Issue

’ '.) Check for updates ‘

Cite this: Phys. Chem. Chem. Phys.,
2025, 27, 15474

Received 18th March 2025,
Accepted 23rd June 2025

DOI: 10.1039/d5cp01059d

rsc.li/pccp

|. Introduction

Quantum-embedded equation-of-motion
coupled-cluster approach to single-atom magnets
on surfacesf

a

Maristella Alessio, 2 *° Tobias Schafer, 2 ° Thomas-C. Jagau {2 ® and

Andreas Gruneis®

We investigate electronic states and magnetic properties of transition-metal atoms on surfaces using
projection-based density embedding that combines equation-of-motion coupled-cluster singles and
doubles (EOM-CCSD) theory with density functional theory (DFT). As a case study, we explore Co
adsorbed on MgO(001), an ideal model for single-atom magnet design, known for its record magnetic
anisotropy among transition-metal adatoms. Periodic DFT-based calculations of the magnetic anisotropy
energy, i.e., the energy required to rotate the magnetization from parallel to perpendicular relative to the
surface normal, predict in-plane magnetic anisotropy, contradicting the experimentally observed easy-axis
anisotropy. This failure stems from the inability of the approximate density functionals to describe the
multiconfigurational, non-aufbau spin states of Co/MgO(001). In contrast, embedded EOM-CCSD
calculations on Co/MgyQOg finite models of the adsorption complex capture the system'’s unquenched
orbital angular momentum (L ~ 3) and strong spin—orbit coupling, leading to easy-axis anisotropy and a
spin-inversion energy barrier that agrees with experiment within spectroscopic accuracy. When treating
both the oxygen adsorption site and the Co magnetic center at the EOM-CCSD level of theory,
embedded calculations accurately reproduce the state ordering, spin—orbit coupling, and susceptibility
curve of all-atom EOM-CCSD calculations. These results demonstrate that embedded EOM-CCSD
provides a reliable description of the electronic states and magnetic properties of magnetic adsorbates on
surfaces, offering a robust framework for future investigations of surface-bound magnetic systems.

techniques now enable the bottom-up, atom-by-atom construc-
tion and characterization of atomic spin lattices on surfaces.'®*?

Magnetic atoms serve as the ultimate building blocks at the
atomic scale for next-generation quantum devices, with applica-
tions in high-density data storage, quantum computing, and
sensing.'” The design of atomic quantum devices begins with
surface adsorption, which enables single-atom addressabil-
ity—the ability to initialize, control, and detect individual
spins—while also allowing scalability to surface spin arrays.*’
Recent advancements in scanning tunneling microscopy (STM)
combined with electron paramagnetic resonance (EPR) spectro-
scopy have made it possible to control and detect individual
atomic spins on surfaces.”® In the pursuit of scalability, STM
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Currently available theoretical approaches for magnetic
adsorbates lag behind these experimental breakthroughs. Density
functional theory (DFT) with periodic boundary conditions (pbc)
remains the workhorse for ab initio simulations of magnetic
materials."* However, DFT often fails to provide even a qualita-
tively correct description of key ground-state properties,"'® such
as adsorption energies'” and charge-transfer processes,'® which
are crucial at adsorbate-surface interfaces. To compute magnetic
properties, the Hubbard (U) correction to DFT is widely used.'®
However, choosing the appropriate U parameter can be
challenging,'®*° often resulting in only qualitative agreement with
experiment,”* or failing to predict correct state energy splitting
and fundamental properties.® While more accurate post-Hartree—
Fock methods for periodic systems are available, they are mostly
used for ground-state properties of dynamically-correlated materi-
als and become computationally prohibitive as the number of
atoms increases in the simulation cell.*”

For local phenomena, such as molecular and atomic adsor-
bates on surfaces, quantum embedding theories®>*>* provide a
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way to reduce computational effort without compromising accu-
racy. Among these methods, a groundbreaking development was
the introduction of a density-based embedding scheme that
combines multireference methods with periodic DFT for mole-
cular adsorbates on surfaces.”® In this work, we adopt a more
recent, projection-based version of density embedding,**~*° which
enforces orthogonality between fragment orbitals, eliminating the
need for non-additive kinetic potentials or optimized embedding
potentials that were required in previous formulations. Projection-
based density embedding that combines equation-of-motion
coupled-cluster singles and doubles (EOM-CCSD) theory with
DFT has gained popularity for exploring both ground and excited
states of molecular systems.*”*° Additionally, EOM-CCSD-in-DFT
has been extended to open-shell species’® and was recently
applied to investigate the spin states and magnetic properties of
large transition-metal molecular magnets beyond the reach of
standalone EOM-CCSD.*" Furthermore, some of us have applied
embedded EOM-CCSD to elucidate dissociative electron attach-
ment on metal surfaces, highlighting its effectiveness in addres-
sing challenges in surface science.**

EOM-CCSD methods*™° provide a robust and efficient
framework for treating molecular magnets, describing their
multiconfigurational wave functions within a single-reference
approach. These methods have been extensively benchmarked
across various transition-metal complexes, accurately predict-
ing spin-state energy gaps, exchange couplings, g-tensors, spin-
inversion energy barriers, and macroscopic magnetic proper-
ties such as magnetization and susceptibility.”’ " Additionally,
the second-order approximate coupled-cluster singles and dou-
bles (CC2)>* method has recently been applied to molecular
magnets,*> accurately describing their spin states. However,
the steep polynomial scaling of EOM-CCSD (N°) and CC2 (N°),
where N is the system size, limits their applicability to small-to-
medium-sized molecular systems. In this work, we employ the
more cost-efficient embedded EOM-CCSD method to investigate
the spin states and magnetic behavior of individual magnetic
atoms on surfaces, going beyond traditional DFT approaches. As
a case study, we focus on single Co atoms adsorbed on the
MgO(001) surface. This system serves as an ideal platform for
designing atomic-scale quantum devices. A combined experi-
mental and DFT+U study has predicted that Co atoms on
MgO(001) exhibit the highest magnetic anisotropy energy (or
spin-inversion barrier) among 3d transition-metal adatoms,
which is an essential feature for realizing efficient single-atom
magnets.”* This behavior is attributed to the axial ligand field of
Co at the oxygen adsorption site, which preserves the orbital
angular momentum of gas-phase Co atoms (L = 3), enhancing
spin-orbit coupling (SOC) and resulting in a record magnetic
anisotropy energy of 58 meV (468 cm™'). In addition, the Co/
MgO(001) system provides a simple yet insightful model for
assessing the performance of EOM-CCSD-in-DFT compared to
EOM-CCSD and CC2.

We first determine the most stable adsorption site (top or
hollow) for single Co atoms on MgO(001) performing plane-
wave DFT calculations on periodic models. To assess different
DFT-based methods, we compare binding energies and
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magnetic anisotropy energy predictions across multiple levels
of theory, including the generalized gradient approximation
(GGA), hybrid-GGA, DFT+U, and beyond-DFT random-phase
approximation (RPA). For the preferred binding site, we compute
state energies and spin-related properties, including spin and
orbital angular momentum, and SOC using EOM-CCSD-in-DFT
on finite models of Co/MgO(001). The embedded EOM-CCSD
method seamlessly integrates into the EOM-CCSD framework,
granting access to all its variants, including excitation energy
(EE), ionization potential (IP), electron attachment (EA), and spin
flip (SF). This integration also enables the analysis of spin states
and spin properties using reduced quantities, such as natural
orbitals (NOs) and natural transition orbitals (NTOs).>* %
Beyond state energies and SOCs, we derive spin-inversion energy
barriers and susceptibilities using a protocol that follows a state-
interaction approach®® to treat relativistic effects and applies
Boltzmann statistics for computing macroscopic properties.*’
The accuracy of EOM-CCSD-in-DFT is assessed against EOM-
CCSD, CC2, and experimental data.>*

We show that for the preferred adsorption conformation of
Co on MgO(001), DFT-based methods fail to predict the easy-
axis magnetic anisotropy, providing a qualitatively incorrect
description compared to experiments.’ In contrast, embedded
EOM-CCSD accurately captures the multiconfigurational, non-
aufbau nature of the spin states, yielding results that closely
match experimentally derived magnetic anisotropy energy
values, and thus highlighting the effectiveness of this embed-
ding approach for describing magnetic adsorbates. Further-
more, by comparing Co adsorbed on MgO(001) with a linear,
twofold-coordinated Co(C(SiMe,ONaph);), single-molecule
magnet (ie., Co(n)-SMM),*"*® we establish a parallelism in
their electronic structure and magnetic behavior. Both systems
exhibit a non-aufbau ground state and strong magnetic aniso-
tropy, demonstrating how electronic structures and magnetic
properties can be replicated in different environments through
carefully tuning the local coordination of the magnetic center.

Il. Theoretical and
computational details
A. Periodic DFT calculations

We performed periodic spin-polarized DFT structure optimiza-
tions for Co atoms on MgO(001). The Mg(001) surface model was
constructed by cleaving a DFT-optimized bulk cell along the (001)
plane, using a lattice parameter of a = 2.119 A, as determined in
ref. 67. For the surface models, we employed a 2 x 2 supercell of
dimensions 8.48 x 8.48 x 25 A, consisting of four layers of Mg>*
and O®" ions, with an 18 A vacuum in the z direction. During
structure optimizations, the two bottom layers and the supercell
dimensions were kept frozen. We examined four different adsorp-
tion sites: atop an O>" ion, Mg(0), atop a Mg>* ion, (Mg)O, a
hollow site, and a bridging site between Mg>" and O*>~ ions. Each
adsorption model contains one Co atom per supercell. Fig. 1
shows the most stable adsorption system (see Table 2), where Co
occupies one out of eight surface 0>~ ions, namely Co/Mg(0)(001).
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Fig. 1 Side (left) and top (right) view of the 2 x 2 supercell used, including
four surface layers and one Co adatom per cell. The Co adatom occupies
the oxygen atop site on the MgO(001) surface, named Co/Mg(O)(001)
adsorption system. Color code: Mg — green, O — red, and Co - purple.

To model the Co atom in the gas phase, we used a cubic cell of
25 A edge length.

Structure optimizations were carried out using the PBE®®
functional, augmented by the D3 dispersion correction
scheme.®® We employed a plane-wave basis set with a 520 eV
energy cutoff, along with projector-augmented wave (PAW)
pseudopotentials’®’" for the core electrons. For the surface
models, the first Brillouin zone was sampled usinga 2 x 2 x 1
k-point grid centered at the I" point, while a 1 x 1 x 1 k-point
grid was used for gas-phase Co atom calculations. At the
PBE+D3 equilibrium structure of Co/Mg(0)(001), we performed
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single-point calculations using PBE+U,°®”> HSE06,”> and
RPA.”*”® For PBE+U, we adopted U = 6.9 eV, following ref. 54.
RPA calculations employed a frequency integration grid density
of 8 points for the surface models and 16 points for the isolated
Co atoms. Due to computational constraints, RPA calculations
were performed using a1 x 1 x 1 I'-centered k-point grid and a
vacuum space in the z-direction reduced by 7 A. Using a smaller
k-point mesh affects the binding energy by 8 k] mol ', whereas
reducing the vacuum height affects it by 2 k] mol™" only
(see Table S1, ESIt). Electronic energy thresholds were set to
1 x 10 % eV for DFT and 1 x 10~ % eV for RPA calculations. The
magnetic anisotropy energy (MAE) for Co/Mg(0)(001) was com-
puted by carrying out self-consistent, non-collinear PBE and
PBE+U calculations, including spin-orbit coupling and consider-
ing magnetization directions [0,0,1] and [1,0,0].7%”7 A2 x 2 x 1
I'-centered k-point grid was used for periodic models and a
1 x 1 x 1 k-point for finite clusters, with denser k-point meshes
having a negligible effect on the MAE (see Table S2, ESIY).
To improve convergence, the linear mixing parameter for the
magnetization density was set to 0.2. MAE calculations with
the HSEO6 functional failed to converge, highlighting the
challenges DFT-based methods face in adequately describing
the multiconfigurational spin states of Co adatoms. See Section
IIC for further details on MAE calculations. PBE+D3 structure
optimizations were carried out until all forces on relaxed atoms
were converged below 0.005 eV A~'. DFT and RPA calculations
were conducted using the Vienna ab initio simulation package
(VASP version 6.3.0).”"7%%% All relevant Cartesian coordinates
are provided in the ESL}

B. Embedded EOM-CCSD calculations

To compute the electronic states and spin-related and magnetic
properties (i.e., spin-orbit coupling, spin-inversion energy barriers,
and susceptibilities) of Co adatoms on MgO(001), we applied
embedded EOM-CCSD to a cluster model representing the Co/
Mg(0O)(001) adsorption system. The adsorption cluster model
consists of a single Co adatom positioned at the center of a finite
MgO(001) cluster, extracted from the periodic PBE+D3 equilibrium
structure. We considered two cluster sizes: a two-layer MgyOq
cluster and a larger two-layer Mg,s0,5 cluster, as illustrated in

Co/Mg,04

c1 C2
@ @

Co/Mg50,5

Fig. 2 Top: Co/MgyQg (left) and Co/Mg,s055 (right) cluster models of the Co/Mg(O)(001) periodic adsorption system. Color code: Mg — green, O — red,
and Co - purple. Bottom: Two partitioning schemes, C1 and C2, for Co/MgyQOg (left) and Co/Mg,s0,s (right), illustrating the division into high-level
(purple) and low-level (blue) fragments used in the embedded EOM-CCSD calculations.
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Fig. 2. These cluster models have been widely employed in studies
of molecular adsorption on MgO(001) using mechanical embed-
ding schemes.>*** Both Co/MgyOy and Co/Mg,50,5 clusters have
C; point group symmetry. However, the Co atom, positioned atop
the oxygen site, experiences a local axial coordination and an axial
ligand field, which corresponds to C.., symmetry.

To describe the 3d” electronic states of Co/Mgy0, and Co/
Mg,50,5, we employed the excitation energy (EE) variant of
EOM-CCSD, in which a B electron is excited from the fully
occupied and degenerate d,,, d), orbital shell of the reference
state |Ref). We computed two pairs of doubly-degenerate
quartet states that we refer to as |1) and |2), and |3) and |4).
Fig. 3 illustrates the electronic structure of the Co adatom, with
state classifications based on the C.,, symmetry point group.
Additionally, Table 1 provides the electron configurations and
corresponding angular momenta of the target states.

For embedded EOM-EE-CCSD calculations, we employed
two partitioning schemes. The first one (C1) partitions both
Co/Mgo0y and Co/Mg,50,5 clusters into a high-level EOM-EE-
CCSD fragment containing only the Co atom (highlighted in
purple in Fig. 2), and a low-level DFT fragment representing the
remaining surface atoms (shown in blue in Fig. 2). Since the
computed spin density is distributed along the z-axis and
localized on both the Co adatom and atop the O® site (see
Fig. S1, ESIY), the second partitioning scheme (C2) extends the
high-level fragment to include the oxygen adsorption site.

For the smaller Co/MgyOy cluster, we compared embedded
EOM-EE-CCSD-in-DFT calculations with all-atom EOM-EE-
CCSD and EE-CC2 results. In contrast, for the larger Co/
Mg,50,;5 cluster, calculations were feasible only with embedded
EOM-EE-CCSD. In the embedded EOM-EE-CCSD calculations, we
truncated the virtual orbital space using concentric localization.®"
For Co/Mgy0Oy, embedded EOM-EE-CCSD calculations were also
possible without virtual space truncation. As low-level method, we
employed the long-range corrected LRC-oPBEh®* functional,
which is expected to provide an adequate description for
transition-metal molecular magnets.”"® Previous benchmarks

View Article Online
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Table 1 Electron configurations of the reference and target states, and
computed transition angular momenta for Co/MggOg, Cl1 (EOM-EE-
CCSD-in-LRC-wPBEN/6-31G*). States [1), |2), |3), and |4) are obtained by
excitation of a B-electron from the reference state. Term symbols refer to
the idealized point group C.., for Co---(O)Mg

State Term (Co,y) Configuration (Ly)

|Ref> 'z (dxy» dxz—yz)2 (dxz, dyz)4 (d22)1

(1), |2) K0 dyyy dro_y2)’ (A, dy)® (d2)' (1|L,|2) = 2.780
13), |4) m (doyy Aoz )® (deer o)’ (d2)' (3|L.J4) = 0.70i

have shown that replacing LRC-oPBEh with other long-range
corrected functionals such as CAM-B3LYP** does not affect the
spin-state ordering nor significantly alter spin-related and mag-
netic properties (e.g., spin-orbit couplings, spin-inversion energy
barriers, and susceptibilities).* To Co/MgsQ,, we also applied the
EE-CC2 variant with Cholesky decomposition®® of the electron
repulsion integrals. In all calculations the 6-31G* basis set was
employed. Hartree-Fock calculations for the high-spin triplet
reference state, |Ref) in Fig. 3, did not converge when using larger
basis sets such as cc-pVIZ or def2-TZVP. However, previous
benchmarks on Co, Fe, and Ni-based molecular magnets have
shown that SOCs are largely independent of the adopted
basis.*"*>*® Such couplings differ by only a few tenths of wave-
numbers with the increase of the basis set cardinal number from
double- to triple-{, with a negligible impact on spin-reversal
energy barriers and magnetic susceptibilities.

Core electrons were frozen in all calculations. Open-shell
reference states were computed using unrestricted Hartree-Fock
(UHF) theory. Spin contamination in both reference and target
states was minimal, with (S) values ranging from 3.75 to 3.78 for
the quartet states of Co adatoms (Table S3, ESIt). All electronic-
structure and property calculations for the clusters were carried
out using the Q-Chem program package, version 6.0.%°

In the Q-Chem software, the code for spin-related properties,
such as orbital angular momenta and SOCs, is general and can
be interfaced with any method providing reduced density
matrices. Electronic states and transition properties were

A
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Fig. 3 Electron configurations of the quartet reference state |Ref), doubly-degenerate ground state (i.e., states |1) and |2)), and quartet doubly-
degenerate excited state (i.e., states |3) and |4)) of Co/MgeOg and Co/Mg,502,5 computed using EOM-EE-CCSD and EOM-EE-CCSD-in-DFT. Target
states (quartet 3d” non-aufbau electron configurations) are obtained by excitation of a p-electron from the reference state.
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Fig. 4 Spin-orbit splitting of the ground state (states |1) and |2)) of Co/
Mg(O) with S = 3/2, L = 3, and total angular momentum J = S + L = 9/2.
The energy barrier for spin inversion is shown in red. Reprinted from ref. 41.
Copyright Royal Society of Chemistry.

characterized in terms of natural orbitals (NOs) and natural
transition orbitals (NTOs). This approach has been widely
applied to molecular magnets using various electronic struc-
ture methods, including EOM-CCSD, SF-TD-DFT, and EOM-
CCSD-in-DFT.*»*%%%83 [n addition to computing state energies
and spin properties, macroscopic magnetic properties—specifically,
the magnetization and susceptibility—were computed, as imple-
mented in the ezMagnet software.*® This framework accounts for
spin-orbit and Zeeman interactions via a two-step state-interaction
scheme:**®* first, non-relativistic EOM-CCSD or EOM-CCSD-in-
DFT states are computed; second, matrix elements of the spin-
orbit (A°°) and Zeeman (A“) Hamiltonians are evaluated in the
basis of these non-relativistic states. As spin-orbit operator A,
we use the one-electron operator derived from the Breit-Pauli
spin-orbit Hamiltonian,**® within the spin-orbit mean-field
approximation®® of the two-electron part, as implemented by
Pokhilko, Krylov, and co-workers.***>*' Magnetic sublevels are
then obtained by diagonalizing the perturbed Hamiltonian, ie.,
A =H°+ B°° + A% where H° is the Born-Oppenheimer Hamilto-
nian. This procedure also enables quantification of the spin-
reversal barrier in single-molecule and single-atom magnets using
the computed magnetic sublevels (see Fig. 4 in Section IIC).
Magnetization and susceptibility are then derived from the result-
ing partition function using Boltzmann statistics.

C. Magnetic anisotropy energy and spin-inversion energy barrier

Magnetic anisotropy refers to the directional dependence of the
magnetic properties of a system. It originates from the inter-
action between spin and orbital angular momenta, giving rise
to spin-orbit coupling and zero-field splitting. Magnetic aniso-
tropy can be classified as either easy-axis or easy-plane, depend-
ing on whether the magnetization preferentially aligns parallel
to a certain axis (conventionally the z-axis) or lies within a plane
perpendicular to it. The energy that orients the magnetization
along this direction of easy magnetization is known as the
magnetic anisotropy energy (MAE).”*””

For Co/Mg(0)(001), we determined the MAE by performing
self-consistent, non-collinear PBE and PBE+U calculations with
spin-orbit coupling for different magnetization orientations.
The MAE was computed as the energy difference

Emak = Efoo1] — Ef100) (1)

15478 | Phys. Chem. Chem. Phys., 2025, 27,15474-15485
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where E[g1] and E[100) are the energies with the magnetization
direction parallel and perpendicular to the MgO(001) surface,
respectively. A positive Eyag indicates easy-plane anisotropy,
favoring in-plane magnetization, while a negative Eyag corre-
sponds to easy-axis anisotropy, where magnetization aligns
along the z-axis. We achieved MAE convergence using a 2 X
2 x 1 k-point mesh for periodic models and a 1 x 1 x 1 k-point
mesh for cluster models (see Table S2, ESIT).

The MAE is often expressed as an energy barrier for spin
inversion, denoted as U. For the Co/MgyOy and Co/Mg,50,5
clusters representing Co/Mg(0O)(001), the doubly degenerate
ground state, computed using embedded EOM-CCSD, splits
into four Kramers doublets due to spin-orbit interactions, as
shown in Fig. 4. The spin-inversion energy barrier I/ is then
given as the energy difference between the ground M; = £9/2
state and the first excited M; = +7/2 state:

U= Eny=12 — Epry=z92- (2)

States with the highest M; = £9/2 angular momentum projection
lie lowest in energy. This indicates easy-axis magnetic anisotropy
with magnetization preferentially oriented perpendicular to the
surface, which is consistent with experimental observations.>*
The first excited doubly-degenerate state, M; = +7/2, corresponds
to a 70° rotation of the magnetic moment from the surface
plane. Non-collinear DFT calculations for this deflection angle
did not converge. Note that the values of Eyg (eqn (1)) and U
(eqn (2)) differ due to a sign convention.

[1l. Results and discussion
A. Periodic and cluster DFT results

Table 2 summarizes the adsorption energies, and geometric
and magnetic data for isolated Co atoms adsorbed on Mg**,
0°7, and hollow sites of the MgO(001) surface, as calculated
with spin-polarized PBE+D3. The adsorption energy, AE,qs, is
defined as

AEqqs = Ecomgo — (EMgO + ECO)’ (3)

where Ecomgo 18 the energy of the adsorbate-surface system,
Enmgo is the energy of the relaxed MgO slab, and Ec, corre-
sponds to the energy of the Co atom in the gas phase. On the
MgO(001) surface, Co adatoms preferentially adsorb on the
oxygen sites, with an equilibrium distance of 184 pm from
the surface. This result agrees with a previous DFT study.’* For
Co/Mg(0)(001), dispersion computed using the D3 correction®
to PBE contributes only 15% to the total adsorption energy. The
total magnetic moment x is 3 Bohr magneton, consistent with a
spin S = 3/2 ground state. This magnetic moment is localized
mainly on the Co atom (93%), with a minor contribution (7%)
on the adjacent oxygen. Compared to the PBE binding energy of
Co/Mg(0)(001), PBE+U, HSE06, and RPA yield progressively
weaker adsorption energies by 98.8, 53.6, and 18.4 k] mol ’,
respectively. PBE+U significantly overcorrects PBE binding
energies, while HSE06 provides an intermediate result between
PBE+U and RPA.

This journal is © the Owner Societies 2025
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Table 2 Co---(O)Mg distances R in pm, magnetic moments x in Bohr magneton, and adsorption energies AE,qs in kJ mol™ computed using PBE+D3.
Three adsorption sites are considered: oxygen atop — Mg(O), magnesium atop — (Mg)O, and hollow site.? For Co/Mg(O), AE,gs values were also evaluated

using PBE+U, HSEO6, and RPA at the PBE+D3 equilibrium structure

AEads
Adsorption site R g PBE D3 PBE+D3
Mg(0) 184 3 —125.5 —22.5 —~148.0
(Mg)o 281 3 —20.9 —38.0 ~58.9
Hollow 233 3 —84.1 —26.1 —110.1
AEads

Adsorption site PBE+U° HSE06 RPA
Mg(0) —26.7 —71.9 -107.1

“ Calculations with Co at bridge positions on MgO(001) converged to the Co/Mg(O) adsorption configuration. ? y is localized on the Co adatom.

°U=6.9 eV is taken from ref. 54.

The PBE+D3 density of states for the Co d-levels (Fig. 5)
reveals weak interaction with Mg>" ions, with the dyy, dy2_y2 and
d.z, dy, orbitals being twofold degenerate. The primary hybri-
dization occurs between the out-of-plane d-orbitals of Co (d,,,

dy,, and d2) and the p-orbitals of the 0" adsorption site, where
the d,;,, dy, and d,. orbitals also remain degenerate. This

hybridization confirms the presence of an axial ligand field
along the z-axis. Comparing spin-up and spin-down bands
relative to the Fermi level, the d,y, d,._. orbitals are fully
occupied by both alpha and beta spin electrons, while the d,.,
dy,, and dp orbitals are predominantly occupied by alpha
electrons. This orbital occupation aligns more closely with that
of a single-reference excited state of the Co adatom, ie., (d,
dez—y2)" (dzy dy)* (d2)', with fully quenched orbital angular
momentum rather than with the non-aufbau configurations
expected for its ground state (see Fig. 3). This suggests that

state of Co adatoms. The HSE06 density of states is similar;
however, the hybrid-GGA functional predicts that the d,. orbital
is no longer degenerate with the d,;, d,, orbitals, better reflect-
ing the expected d-orbital splitting in a linear coordination
environment (Fig. 3). These results also align closely with the
density of states reported in ref. 54, obtained using PBE+U.

To examine the convergence of the PBE+D3 adsorption
energy with the cluster size, we compared adsorption energies
calculated for two progressively larger clusters with the result
from periodic DFT calculations. This step is crucial for asses-
sing the validity of the cluster models used to approximate
the periodic system.>** Results are reported in Table 3. At the
PBE+D3 equilibrium structure of Co/Mg(O), as the cluster size
increases from Co/MgeOy to Co/Mg,50,5, the long-range
correction,??®

DFT-based methods fail to adequately capture the true ground Arr = AE,q5(pbc) — AE,q4(cluster), (4)
_,&[\ —it
aAma N Ap
0.0 b vv AV 0.0 VV
—2.0} - —2.0} i
t } } t t . } t } } t }
: S 5.
% 2.0+ —Ef,p,, E % 2.0 :Ef,p,, E
g A g
g 00 A, g 00 A A
wn wn
~ ~
8 2.0} 18 —20f .
a } t } } t t . } t } } } }
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Fig. 5 Atomic orbital-projected and spin-resolved density of states of Co/Mg(O) computed using PBE+D3 (left) and HSEO6 (right).
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Table 3 PBE+D3 adsorption energies AE,q4s and long-range corrections
Air in kJ mol™ for Co/Mg(O) periodic and cluster models. All calculations
were performed at the periodic PBE+D3 equilibrium structure of Co/
Mg(O)(001) using a plane-wave basis set

AEads
System PBE D3 PBE+D3 Arr
Co/Mgo0q —146.2 -9.7 —155.9 7.9
Co/Mgj50,5 —134.1 —-17.1 —151.2 3.2
Co/Mg(O) (pbc) —125.5 —22.5 —148.0

defined as the difference in adsorption energy between the
periodic (pbc) and cluster models, decreases by 4.7 k] mol .
The smaller Co/MgyO, cluster exhibits a higher PBE contribution
to the binding, with the D3 correction accounting for only 6% of
the total adsorption energy, compared to 15% in the periodic
calculations. In contrast, the larger Co/Mg,50,5 cluster yields a
ratio between the PBE and D3 contributions that is closer to that
of the periodic system. However, both cluster models provide an
accurate description of the chemisorption of Co onto MgO(001),
with errors of less than 5% on the total binding energy.

Furthermore, at both the PBE and PBE+U level, and regardless
of whether the periodic or cluster model was used, the MAE
calculated using eqn (1) remains positive, ranging between 30 and
54 ¢cm™" (Table 4). Positive MAEs are indicative of in-plane
magnetic anisotropy, which is qualitatively incorrect for Co ada-
toms on MgO(001).>* This discrepancy in the computed MAE, the
bad convergence behavior of the non-collinear DFT calculations,
and the DOS, indicating fully occupied d,, d.._, orbitals and
thus quenching of the orbital angular momentum, showcase the
difficulties that approximate exchange and correlation density
functionals face in capturing the multiconfigurational, non-
aufbau character of the spin states in Co/MgO(001). These issues
suggest that beyond-DFT approaches are necessary to accurately
describe the system.

B. Embedded EOM-CCSD results and comparison with
experiment

Table 5 presents the spin state energies for Co/MgyOy and Co/
Mg,50,5 clusters computed using embedded EOM-EE-CCSD.
For the smaller Co/Mg,Oy cluster, we benchmarked embedded
EOM-EE-CCSD against all-atom EOM-EE-CCSD and EE-CC2.
Given that Co adatoms on MgO(001) experience a strong axial
ligand field, similar to that of a linear, twofold-coordinated

Table 4 Magnetic anisotropy energies Emag in cm ™ for Co/Mg(O) peri-
odic and cluster models computed using PBE and PBE+U. All calculations
were performed at the periodic PBE+D3 equilibrium structure of Co/
Mg(O)(001) using a plane-wave basis set

EMAEa
System PBE PBE+U
Co/Mgo0, 46 54
Co/Mg,50,5 41 44
Co/Mg(O) (pbc) 30 47

“ Positive Eyap indicates easy-plane magnetic anisotropy, while a
negative value indicates easy-axis anisotropy.
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Co(C(SiMe,ONaph);), single-molecule magnet (Co(u)-SMM),
the resulting spin state character and ordering are similar to
those observed for the Co(u)-SMM described in ref. 41 and 66.
All methods consistently predict a doubly-degenerate ground
state (|1) and |2)) dominated by four non-aufbau electronic
configurations, as illustrated in Fig. 3. NO analysis shows that
the two [ electrons in the Co d orbitals are confined to the d,,,
dy2_y2, dz, and d, orbitals. Moreover, four NTO pairs drive the
orbital angular momentum and spin-orbit coupling between
states |1) and |2). Transitions between these states involve
orbital reorientations from d,, to d,>_y2, and from d,, to dy,,
as depicted in Fig. 6.

For Co/Mgs0s, both EOM-EE-CCSD and EE-CC2 yield the
same state ordering, with EE-CC2 deviating from EOM-EE-
CCSD by less than 100 cm ™" for the low-lying electronic states
|3) and |4), and up to 1300 cm " for the fourth excited state,
which is the reference state |Ref). Using embedded EOM-EE-
CCSD along with the C1 partitioning scheme, the |Ref) state
lies lower than the doubly-degenerate excited state (|3) and |4)),
with energy differences of up to 1400 cm ™' relative to all-atom
EOM-EE-CCSD, a trend previously noted for simplified models of
the Co(m)-SMM.*' However, incorporating the oxygen adsorption
site in the high-level treatment through the C2 partitioning
scheme corrects the EOM-EE-CCSD-in-DFT state ordering, redu-
cing deviations from EOM-EE-CCSD to less than 500 cm™ . This
improvement suggests that the C2 partitioning scheme provides
a more accurate representation of the all-atom cluster model.
A similar trend holds for the larger Co/Mg,s0,s cluster, with
energy differences between Co/MgyOy and Co/Mg,50,5 of less
than 300 cm™".

The energies reported in Table 5 can be strongly affected by
the choice of basis set; consequently, the values obtained using

Table 5 Relative energies of electronic states in cm™?, orbital angular
momenta, spin—orbit coupling constants SOCC in cm™% and spin-
inversion energy barriers ¢ in cm™ of Co/MgsQs and Co/Mgz502s
computed using EOM-EE-CCSD, EE-CC2, and EOM-EE-CCSD-in-LRC-
®PBEh/6-31G*. All EOM-EE-CCSD-in-LRC-wPBEh results are obtained
with truncation of the virtual orbital space. Computations are performed
at the periodic PBE+D3 equilibrium structure of Co/Mg(O)(001). The C1
and C2 partitioning schemes define whether the oxygen adsorption site is
excluded (C1) or included (C2) in the high-level fragment

Co(u)-SMM*“ Co/Mgo0q Co/Mg»50;5

EOM-CC-in-DFT EOM-CC-in-DFT

EOM-CC-in-

State DFT  EOM-CC CC2 C1 c2 c1 c2
|Ref) 2492 4902 6211 3462 4444 3717 4522
1) 0 0 0 0 0 0 0
[2) 45 0 0 0 0 0 0
3) 2721 3313 3234 3978 3412 4089 3472
|4) 2722 3313 3234 3979 3412 4089 3472
(1|LJ2)  2.99i 2.78i 2.85( 279  2.89i  2.85i
socc? 1059 956 978 958 986 973
u 469 427 437 428 441 427

“ Results for Co(C(SiMe,ONaph);), single-molecule magnet (i.e., Co(u)-
SMM) are taken from ref. 41. ” The SOCC is computed between states
|1) and |2).
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State 1, hole State 2, particle
(3)

Fig. 6 Hole and particle NTOs for SOC between states |1) and |2) of Co/MggOg, C2 computed using EOM-EE-CCSD-in-LRC-oPBEN/6-31G*. An

isovalue of 0.05 was used.

6-31G* may be far from fully converged. However, it is the
SOCs—rather than the absolute excited-state energies—that
serves as the key quantities for benchmarking magnetic aniso-
tropy and magnetic susceptibility. SOCs are computed between
spin-orbit-coupled states that remain degenerate regardless of
the basis set, and their values are insensitive to both the level
of electron correlation and the basis.*"****° As energies and
SOCs exhibit different convergence behaviors with respect to
the basis set, conclusions drawn below upon investigation of
spin-orbit-related properties are not basis-set dependent.

For Co/Mgy0,, using EOM-EE-CCSD, we compute an orbital
angular momentum of (L, = 2.8/ and a large spin-orbit
coupling constant (SOCC) of 956 cm™ ' between states |1) and
|2). Large SOCCs are expected between states with different
orbital orientations, ie., involving transitions from d,; to d,
and from d,, to d,._,. (Fig. 6), in accordance with El-Sayed’s
rule.”” The agreement between EOM-EE-CCSD and EOM-EE-
CCSD-in-DFT is excellent, with SOCC differences between the
two levels of theory of less than 20 ecm ™. Moving from the C1 to
the C2 partitioning scheme reduces both the orbital angular
momentum and SOCC values, improving the agreement with
EOM-EE-CCSD even further. We observe that the SOCC remains
largely unaffected by the cluster size, with deviations between
Co/Mgy0Oy and Co/Mg,50,;5 of less than 15 cm™

This strong SOC leads to a large zero-field splitting of the
ground state into eight pairwise degenerate magnetic levels
(Fig. 4), whose energies are listed in Table S6 (ESIt). This spin-
orbit splitting closely resembles that observed in the Co(u)-
SMM.*"% From the magnetic sublevels of Co/MgsO, and
following eqn (2), we obtain a spin-inversion energy barrier
of 427 em ! using EOM-EE-CCSD, which agrees well with
embedded EOM-EE-CCSD results, with differences of only
10 ecm™". These values are in close agreement also with that
extracted from an inelastic electron tunneling spectroscopy

This journal is © the Owner Societies 2025

(IETS) measurement (468 cm™')** and with the spin-inversion
barrier computed for the Co(u)-SMM using embedded EOM-
CCSD (469 cm™").*' By moving from the C1 to the C2 partitioning
scheme and expanding the cluster size from Co/MgyOy to Co/
Mg,50,5, we reaffirm that the C2 partitioning provides a more
accurate representation of the all-atom model, yielding spin-
inversion barriers in closer agreement with EOM-EE-CCSD,
whereas the impact of the cluster size remains minor.

For the smaller Co/MgyOs cluster, truncating the virtual
orbital space has a negligible impact on the embedded EOM-
EE-CCSD results (see Table S5, ESIt). The state energy differ-
ences remain within 100 cm™?, while the effect on both the
SOCC and spin-reversal energy barrier is minimal, staying
below 5 cm™'. These findings are consistent with previous
observations for the Co(i)-SMM.*!

The calculated temperature-dependent susceptibilities
(xT vs. T) are shown in Fig. 7. For Co/Mge0,, the EOM-EE-
CCSD-in-DFT susceptibility curve obtained using the C2 partition-
ing scheme shows better agreement with the all-atom EOM-EE-
CCSD susceptibilities than the curve computed with the C1 parti-
tioning scheme. For the C2 model, increasing the cluster size to Co/
Mg,50,5 has a negligible effect. For Co adatoms on MgO(001),
experimental susceptibility plots are not available. However, at 300
K, the calculated T product for Co/MgyOs (C2, embedded EOM-EE-
CCSD) is 4.51 cm® K mol , closely matching both the theoretical**
(4.89 ecm® K mol ") and the experimental®® (4.80 cm® K mol )
value reported for the Co(u)-SMM. These values significantly exceed
the spin-only prediction of 1.876 cm® K mol " for an isotropic spin-
3/2 ion that follows the Curie law, consistent with the magnetic
behavior of a system with a substantial orbital angular momentum
contribution (L = 3). The good agreement in the computed macro-
scopic magnetic properties between Co adatoms on MgO(001) and
the Co(u)-SMM further emphasizes the similarity of their electronic
structures and magnetic behaviors.

Phys. Chem. Chem. Phys., 2025, 27,15474-15485 | 15481
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Fig. 7 Top: Calculated susceptibility curves of Co/MgeOg and Co/
Mg,50,5 between 50 and 300 K under an applied field of 7 T. Bottom:
Calculated susceptibility curves of Co(C(SiMe,ONaph)z), single-molecule
magnet (Co()-SMM) and Co/MgyOg between 5 and 300 K under an
applied field of 7 T. Susceptibilities are obtained using EOM-EE-CCSD
and EOM-EE-CCSD-in-LRC-®PBEh/6-31G*. "av" stands for isotropic
powder averaging. Experimental and theoretical data for the Co(i)-SMM
were taken from ref. 66 and 41, respectively.

V. Conclusions

In this work, we combined a periodic DFT description of Co
atom adsorption on the MgO(001) surface with an embedded
EOM-CCSD approach to investigate the electronic structure and
magnetic behavior, pioneering the application of many-body
correlated methods to the study of magnetic adsorbates.

For Co atoms adsorbed at the preferred oxygen sites of
MgO(001), we found that the binding energy is highly sensitive
to the DFT method, ranging from —126 k] mol™" (PBE) to
—27 kJ mol ! (PBE+U). While PBE+U overcorrects the PBE binding
energy relative to RPA, the hybrid HSE06 method yields inter-
mediate results between PBE+U and RPA. Dispersion contributions
account for less than 15% of the total adsorption energy. The DFT
density of states indicates an overlap between the out-of-plane Co
d orbitals and the oxygen p orbitals, leading to an axial ligand field
along the z-axis. However, based on this DOS picture, the Co d),
dy._y orbitals are fully occupied, resulting in quenched orbital
angular momentum (L &~ 0). Consequently, the approximate
density functionals fail to capture the non-aufbau ground state
with maximal L expected for the system. DFT-based methods were
also unable to accurately predict both the magnitude and sign of
the magnetic anisotropy energy, erroneously favoring in-plane
magnetic anisotropy for Co/MgO(001). This discrepancy between
experimental observations and most commonly used periodic

15482 | Phys. Chem. Chem. Phys., 2025, 27,15474-15485

View Article Online

Paper

DFT—including GGA, GGA+U, and hybrid GGA—highlights the
need for more advanced post-Hartree-Fock methods.

In contrast, embedded EOM-CCSD calculations on two
cluster models of different size predict a non-aufbau, doubly
degenerate quartet ground state with nearly unquenched orbi-
tal angular momentum (L &~ 3) and strong spin-orbit coupling
(SOC). The resulting spin-orbit splitting favors states with the
highest angular momentum projections (M; = +9/2), which are
the lowest in energy, in agreement with experimental observations
of easy-axis magnetic anisotropy.>® The agreement between
embedded EOM-CCSD and all-atom EOM-CCSD and CC2
predictions for state ordering and magnetic properties (SOC,
spin-inversion energy barrier, and susceptibility) improves
when the oxygen adsorption site is included in the high-level
treatment. For this partitioning scheme—but independently
of cluster size—the predicted spin-inversion energy barrier of
427 em™ ' closely matches the experimentally reported mag-
netic anisotropy energy of 469 cm™".>* Our ab initio estimate of
the spin-inversion energy barrier also corroborates the results
obtained through parametrized multiplet ligand field theory.>*
These findings establish the reliability of embedded EOM-
CCSD for magnetic properties of adsorbates.

The embedding approach is versatile as the size and shape
of the high-level fragment can be adjusted to capture the
locality of the phenomena under study.”” The high-level
method can be tailored to investigate systems of varying com-
plexity and dimensionality.*” The combination of CC2 with DFT
offers an appealing and more cost-effective alternative to EOM-
CCSD-in-DFT, which we envision can be employed to investi-
gate systems for which the high-level fragment size shall be
extended, potentially including multiple metallic atoms.

Furthermore, mechanical embedding schemes combining
perturbation theory or coupled-cluster theory with periodic DFT
can accurately describe the reactivity of closed-shell, well-
behaved adsorbates on various substrates.”**>% Extending
these approaches to embedded EOM-CCSD offers a promising
route for accurately evaluating not only magnetic properties,
but also adsorption and reaction energies of open-shell and
complex adsorbates, thereby overcoming the limitations of
approximate DFT.

On a broader level, this work also reveals a striking parallel
between Co/MgO(001) and a linear, twofold-coordinate Co(u)
molecular magnet, both of which exhibit an axial ligand field.
In both systems, the ground state is a non-aufbau quartet state
with maximal orbital angular momentum and strong spin-
orbit coupling, resulting in a record-high spin-inversion bar-
rier. Also, both systems have a comparable temperature depen-
dence of the susceptibility. These findings further emphasize
the crucial role of low and axial coordination in defining the
desired electronic structures and magnetic properties of mag-
netic molecules and atoms. Moreover, they demonstrate how
this fundamental design principle for achieving efficient nano-
magnets can be replicated across vastly different environments.

Beyond this specific case, our work provides a robust frame-
work for investigating magnetic adsorbates, improving on
current DFT-based approaches. The insights gained also lay
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the foundation for further methodological advancements, such
as embedding EOM-CCSD with periodic boundary conditions.
This work, along with our recent efforts to estimate dissociation
energies of diatomic molecules on metal surfaces,*” represents
a valuable contributions to the description of a broad class of
complex chemical systems with well-localized active sites, with
implications for both magnetism and catalysis.
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