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Magnonics is a rapidly growing field that is nowadays broadly recognized as a paradigm shift for
information and communication technologies. In this context, antiferromagnetic materials are particularly
relevant due to the lack of stray fields and their faster dynamics, with frequencies in the THz range and
longer spin relaxation times. Herein, we investigate the chemical tuning of magnons in a prototypical
antiferromagnetic transition metal oxide through the creation of a hybrid heterostructure formed by an
Fe-phthalocyanine layer over a NiO(001) substrate. Our first-principles calculations for the hybrid material
allow us to evaluate the effect of the adsorbed molecules on the electronic structure, charge transfer
and magnetic exchange couplings of NiO. In particular, we observe an electron density flow from the O
towards the Ni atoms in the substrate, and from the O atoms towards the molecule at the interface. As a
result, the magnetic couplings are enhanced by 7.7% at the surface, accompanied by a decrease by 19.1%
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in the layer below the surface. Interestingly, our results predict a shift of the magnon frequencies by
~10 meV in the optical branch. This work provides a new step towards the design of molecular
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1. Introduction

Antiferromagnetic materials are emerging as key components for
next-generation spintronic devices due to their robustness against
external perturbations and ultrafast dynamics, even in the presence
of uncontrolled size effects and sample-to-sample variability.">
Moreover, they represent ideal candidates for magnonics, which is
an emerging technology that uses spin waves as information carriers
as an alternative to electric charges in electronics, thus offering
more efficient devices.>* A promising direction in this field lies in
combining antiferromagnets with organic materials to form hybrid
organic-antiferromagnetic interfaces, the so-called spinterfaces.>
These hybrid systems utilize the tunability and manipulability of
organic compounds to modify and read the local magnetic ordering
in antiferromagnets,” motivating further exploration of organic-
antiferromagnetic spinterfaces.®°

Among this family of materials, insulating transition metal
oxides (TMO) are particularly attractive, as they can retain the
intrinsic properties of organic compounds at the interface while
simultaneously allowing moderate hybridization. Previous
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controlled magnetic materials for magnonic applications.

theoretical studies have already investigated interfaces involving
organic compounds and oxides such as In,0;,"" SrTiO;,'* TiO,
and MoO,,"* C00,'* MnO," NiO,® and Cr,0;.'® These works
mainly focus on structural deformations, charge-transfer
mechanisms, and electronic properties.

However, a full understanding of the magnetic properties within
these systems remains an open challenge. This is especially relevant
given the molecule-induced effects observed in other magnetic
materials such as YIG,"” CrSBr,'®" Cr,Ge,Tes,° or Fe;GeTe,.>!
Among transition-metal oxides, NiO stands out as an antiferromag-
netic insulator®* with a high Néel temperature (Ty = 525 K),* with
dominant super-exchange couplings.”**® Its low spin-orbit coupling
makes it a good candidate to sustain spin waves over long
distances.”® Moreover, it exhibits superluminal-like magnon
propagation,’” and can be integrated with YIG to create magnon
valves.”® On the molecular side, metal-phthalocyanines, such as
Fe-phthalocyanine (FePc),* offer the possibility to facilitate the
light-activation®® of the substrate and chemical tunability
through functionalization.*’* Moreover, Fe-phthalocyanine
has been already deposited on different surfaces preserving its
structural integrity.*>=°

In this work, we explore the hybrid spinterface formed by FePc
molecules deposited on NiO(001) through first-principles calcula-
tions. Our efficient methodology starts with Hubbard-corrected
density functional theory (DFT+U), projected onto a tight-binding
Hamiltonian in the basis of maximally-localized Wannier func-
tions, and leads to the construction of a Heisenberg model within
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a perturbative approach. This allows us to determine the electro-
nic structure, estimate the charge transfer and calculate magnetic
exchange interactions in the hybrid heterostructure. Finally, we
analyze how molecular adsorption influences magnon dispersion
in the NiO slab. Our results provide a new step on the design and
development of chemically-tuned hybrid magnonic devices based
on molecular adsorption on magnetic substrates.

2. Computational methods

The ground state and its properties are evaluated using DFT in a
plane-waves basis set as implemented in Quantum ESPRESSO.*”*
Hubbard corrections are included using Dudarev’s formulation
(ie, Uegr = U — J), to describe on-site correlation effects of the
transition-metal atoms. We considered Ug. = 5.0 €V, which
describes well the electronic properties (density of states) of the
localized orbitals for the isolated system as demonstrated by some
of us 1recent1y.8 For the Ni atoms, instead, we selected Uy; = 5.8 €V in
order to properly reproduce the experimentally measured magnon
dispersion of bulk NiO.>**° We have verified that choosing a
different U for the Fe atom changes only the local super-exchange
coupling Fe-O-Ni, with no significant effect on the average values
of the exchange in the substrate. We include van der Waals
interactions between the molecule and the substrate by using the
vdW-DF-C09 exchange and correlation (xc) functional.*>*! vander-
bilt ultrasoft pseudopotentials (GBRV)** with semi-core corrections
are used, selecting a plane wave cutoff of 70 Ry for the wavefunc-
tions and of 270 Ry for the charge density.

The substrate is modelled by a slab that includes 3 NiO
layers. Given the large size of the supercell that we adopt for
molecule adsorption on NiO, the surface Brillouin zone (BZ) is
sampled by the I point only, whereas for the BZ of bulk NiO we
use a 8 x 8 x 8 grid of k-points. The minimal adsorption energy
configuration is taken from our previous work,® and reopti-
mized with the computational parameters described above.

Subsequently, we apply a Wannierisation procedure as
implemented in Wannier90 code,”® where p orbitals of O, C
and N atoms, and the d orbitals of Ni and Fe were considered
with the selected energy window was (—9, 1) eV with respect to
the Fermi energy. Note that no localization iteration has been
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applied in order to avoid spurious hybridisation between the
different orbitals in the building of the tight-binding Hamilto-
nian. More details on the Wannierisation and the quality of the
fitted electronic structure are given in the ESL{ The derived
tight-binding model is used to calculate the magnetic exchange
couplings in a perturbative approach, based on the magnetic
force theorem (MFT) as implemented in the TB2J code:.** As a
result we obtain a Heisenberg model of the form

N 1 PN
H= fi;J,-JS,«Sj. 1)

where i and j enumerate the atoms, §; is the normalized spin
momentum of atom i, and J;; is the exchange coupling between
atoms 7,j. Only isotropic terms were considered. A downfolding® is
applied in the extraction of the exchange couplings, due to the
presence of the O ligands in the substrate. Finally, we use a
Holstein-Primakoff®> transformation of the spin operators to
introduce annihilation/creation operators of quasiparticle quanta,
i.e., magnons, and to extract their dispersion law after a diagona-
lization of bosonic Hamiltonian (Colpa’s method).*

3. Results

Bulk NiO is a prototypical antiferromagnet (AFII) that crystallizes in a
cubic structure within the Fm3m space group. According to our DFT
optimization the lattice parameter is 4.168 A, which is in good
agreement with previous works.” > Ni atoms are octahedrally
coordinated by O atoms, leading to a crystal field splitting of the
3d orbitals into lower-energy t,, (dy, dy, d,;) and higher-energy e,
(d2 and d,z_,e) electronic states. The antiferromagnetic order stems
from super-exchange interactions™ between neighboring Ni spins
mediated by O atoms. In this regard, the obtained magnetic moment
for Ni atoms of 1.63ug is similar to previous theoretical findings.>
First, we study the deposition of FePc molecules by creating
a supercell with 36 Ni atoms per layer and 3 layers, considering
an epitaxy matrix ((6,0), (3,3)) with respect to the magnetic unit
cell.® As we shall see below, the effects of the molecule on the
magnetic properties are mainly short-range, which supports the
choice of a relatively thin NiO slab for modelling the substrate.
After an initial relaxation of the atomic coordinates in the

Fig. 1 Side-view (a) and top-view (b) of the minimum adsorption energy configuration of FePc/NiO(001). Color scheme as follows. Light (dark) green
indicates Ni atoms with up (down) magnetization; red — O; brown — Fe; blue — N; dark-gray — C; light-gray — H.
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surface, we positioned the molecule in the most stable adsorp-
tion configuration (see Fig. 1). For the detailed discussion on
the adsorption configurations, energies, and electronic proper-
ties we refer to our previous work.®

In the stable configuration, the Fe center of the molecule is
located on top of an O atom at a distance of 2.05 A, with the O atom
0.10 A above the average surface height. In addition, we observe the

change in the occupancy of the 3d orbital of the Fe atom due to a

spin crossover transition from diz (dy- +d,2) T (dyey2 +dy) 14il2l

to db (de +dy2) " (do +dy)
switch of the magnetic moment of the Fe atom from 2.17up to
3.764s.

Next, we investigate the effect of molecular deposition of
FePc on the magnetic exchange interactions in the substrate.
Herein, we considered the first-nearest-neighbor couplings J;
and J, between both types—parallelly and antiparallelly mag-
netized—of Ni atoms and also J;, that describe the O-mediated
super-exchange interaction. All couplings are schematically
indicated in Fig. 2. The averaged values of exchange couplings
(inter- and intra-layer couplings of top, middle and bottom
layers) of the substrate and the heterostructure are shown in
Table 1. The most noticeable effect is the increase in modulus

. This transition leads to the

J2 top
J1 top middle
J3 top bottom
J3 top
J1 top

1111

Fig. 2 Side view (a) and top view (b) of the NiO(001) substrate. The
exchange couplings are underlined with colored lines. Yellow indicates
J> in the top layer; pink — Js between top-bottom layers; blue - J;
between top-middle layers; purple — Js in the top layer; orange — J; in
the top layer. Symmetrically equivalent exchange couplings are easily
identified. Atomic colors as in Fig. 1.

Table 1 Comparison between the exchange couplings of the supercell
with and without the molecule: the results are down-folded (symmetrized)
into the unit cell. The differentiation between J;, J,, and Js is analogues to
the one of the bulk

Substrate +

Substrate molecule [meV]
Intra-layers
Top T 1.03 —0.95
Ja 0.27 —0.97
I —15.63 —16.97
Middle IA 0.14 0.50
J2 —0.44 —0.58
I3 —20.35 —20.37
Bottom J1 1.03 1.31
Ja 0.27 0.06
I3 —15.63 —15.41
Inter-layers
Top-middle J1 —0.72 —0.22
jA —2.28 —2.12
Bottom-middle S —0.73 0.38
2 —2.28 —2.08
Top-bottom I3 —33.45 —27.04
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of J; in the top layer, which enhances the antiferromagnetic
coupling, and the reduction in modulus of the J; coupling
between the top and bottom layers. Analogue variations in the
exchange couplings due to molecular adsorption have been
already computed, for example a change of 31% in the case of
TTF-CH3 deposited on CrSBr.'® Note that variations of J; and J,
will not be analyzed given that their small values significantly
depend on the numerical setup.

In Fig. 3 we report the local changes of the exchange
couplings and magnetic moments of the surface layer induced
by the FePc adsorption, with respect to the pristine substrate.
The modification of the exchange parameters is more pro-
nounced in the region covered by the molecule, with the relative
change in the range of [-92%, +35%]. In terms of the inner
layers, the changes of the in-plane interactions are negligible.

To rationalize the modification of the J; super-exchange
couplings, we search for correlations with either electron densi-
ties or magnetic moments of the substrate atoms (such variations
are reported in Fig. S4, ESIt). In particular, we perform a rank
correlation analysis and report the results in Table 2. The
changes of the top-layer J; are weakly correlated to local variations
of the O electron densities Apo (Spearman’s correlation coeffi-
cient ~0.40 with a p-value of <0.01). We also investigated the
correlation with the local redistribution of charge in the p orbitals
of the O atoms, defined as Ro, = || p; — p? I/ p: + pll, where p? and
p: are the charge densities of the p orbital of i-th O atom before
and after adsorption, respectively. In this case, the correlation of
J3 is opposite in sign, showing a Spearman’s correlation coeffi-
cient of ~—0.33 with a p-value of 0.03 for the redistribution of
charge. The obtained correlation coefficients indicate that Apo

-6

Fig. 3 Changes in the exchange couplings AJ and in the atomic magnetic
moments AM of the substrate of FePc/NiO(0001) with respect to the
pristine substrate. The big (small) circles represent the Ni (O) atoms. The
color of each circle indicates a variation in the magnetic moment AM of
the corresponding atom. The color of the contour of each Ni circle
indicates the direction of its initial magnetization before the molecule
adsorption (red for up, blue for down). The colored lines between pair of
atoms indicate the variations in the exchange couplings AJ between the
pair of Ni atoms. The positions of the molecule’s atoms are marked with
green circles. See Fig. S5 (ESIT) for the detailed values.
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Table 2 Correlation coefficients and p-values between the changes of Jz
values and Apo — variation of charge in the O atoms; Ro — redistribution of
charge in the p orbitals of the O atoms; Apy; — variation of charge in the Ni
atoms

Layer Quantity Spearman’s c.c. p-value
Top Apo 0.40 <0.01
Top Ro —0.33 0.03
Top Apni 0.14 0.16
Top-bottom Apo —0.02 0.91
Top-bottom Ro 0.38 0.02
Top-bottom Apni —0.36 0.03

and Ry are good descriptors to rationalize the variations of the
magnetic exchange in the top layer. Indeed, both relate to the
charge displacement around the O atoms. We found that in the
presence of the molecule the charge reduces in the first layer (see
Fig. S4, ESIt), and redistributes from the in-plane p orbitals to the
out-of-plane one (see Fig. S6 and S7, ESIT), hence charge migrates
towards the molecule. Analyzing the changes of the J; between
the top and bottom layers, we found a weak negative correlation
with the local variations of the electron densities in the Ni atoms
(Spearman’s correlation coefficient —0.36 with a p-value of 0.03)
and a weak positive correlation with the local redistribution of
charge in the p orbitals of the O atoms (Spearman’s correlation
coefficient 0.38 with a p-value of 0.02). Hence, we attribute the
variations of the super-exchange couplings to two main effects: (i)
the depletion of electron density around the O atoms, and its
shift towards the molecule, which increases the magnitude of the
super-exchange couplings in the top layer, and (ii) the redistribu-
tion of the electron density in the O atoms of the middle layer,
along the direction of the top-bottom layer super-exchange (on
average, charge migrates from the p, and p, to the p, orbitals,
see Fig. S7, ESIT), which instead decreases the magnitude of the
super-exchange coupling between the top and bottom layer. The
latter effect is in part mitigated by the accumulation of charge
density in the Ni atoms and consecutive reduction of their
magnetic moments. The increased density at the interface slightly
above the O atoms appears to favour the super-exchange coupling

NiO(001)
FePc/NiO(001)

M r X M Y r
Fig. 4 Magnon band structure of the NiO(001) substrate before (blue

dotted line) and after adsorption of the FePc molecule (red continuous
line). Inset show the k path.
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between the Ni atoms, even if the charge of the O atoms decreases.
In summary, FePc adsorption modifies the J; couplings via (i)
localization of the charge at the interface; (ii) shift of the charge
from the top O towards the Ni atoms and the molecule;
(iii) reorganization of the charge in the sub-surface O atoms.

Finally, we explore the effect of the modified exchange
couplings on the magnon band structure of NiO, considering
their average values from Table 1. The number of magnon
bands, reported in Fig. 4, corresponds to the number of Ni
atoms in the unit cell. A clear energy shift along almost the
whole k-path (~10 meV) induced by the FePc molecule is
observed in the high energy magnons (optical modes). On
contrary, no significant effect can be noticed for the acoustic
magnons (around I'). Moreover, modification of the magnon
bands clearly shows the breaking of the degenerate points and
thus the reduction of the magnetic symmetry of the system due
to the proximity of the molecule.

Therefore, magnon dispersion can be selectively modified, given
that charge transfer processes in the spinterface can be manipulated
through light excitation or chemical funcionalization, among
others. In particular, to obtain stronger in-plane super-exchange
couplings in TMOs at the surface, one should favor the formation of
interface states.’ On the other hand, a weakening of the out-of-plane
coupling in the sub-surface will occur if the charge is redistributed
in the direction of the super-exchange, or if the magnetic moment
of the TMOs atoms is increased. Notice that the former effect would
be larger in TMOs with more electronegative metals, while the latter
would be enhanced in TMOs with metals that are less than half-
filled, such as Cr,0;, where an enhance of the electron density
around the metallic centers results in an increase of their magnetic
moments. Thus, taking advantage of the different electronic
configuration of transition metals one could obtain various effects
on the magnon properties. Thus, the molecular tuning of the
exchange interactions in magnetic materials offers a big playground
where the versatility of chemistry can be exploited, making it
possible to selectively modify the magnon frequencies of potential
devices based on these hybrid heterostructures. In addition, increas-
ing the coverage of the substrate by creating molecular overlayers
may induce more pronounced effects.

4. Conclusions

We have studied the effect of depositing FePc on the magnetic
properties and magnon dispersion of NiO(001) from first-principles,
extracting the local exchange couplings through a perturbative
approach. In summary, the adsorption of the molecule induces a
charge transfer redistribution where the electron density is depleted
from the O atoms and accumulated on the Ni atoms and at the
interface. In particular, the reduction in the O electron density and
its displacement towards the interface correspond to a strengthen-
ing in the super-exchange couplings at the surface. On contrary, the
redistribution of charge in the direction along the super-exchange
coupling corresponds to its weakening inside the substrate. The
effects of the molecule on the exchange couplings manifests itself in
the the coherent spin excitations. All in all, proximity effects result

This journal is © the Owner Societies 2025
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in a breaking of the degeneracy in the magnon dispersion due to a
loss of symmetry of the substrate.
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