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Metal oxides are a class of material of particular interest for catalytic purposes. Among them the iron
oxide as a monolayer supported on gold, FeO/Au, stands out for its capability to promote the CO
oxidation and the dissociation of O, and H,. In this work, we use density functional theory calculations
to characterize interfacial properties of this heterostructure. We consider a FeO/Au realistic model
system, managing to reproduce the moiré pattern experimentally found. Specific features of the high-
symmetry domains of the moiré are identified, providing a robust ground for establishing a structure—
activity relationship and guessing how the surface would behave in catalytic conditions. We also describe
a strategy to model smaller systems representative of each high-symmetry domains of the moiré, which
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1 Introduction

Metal oxides are a class of materials extensively studied for the
crucial role they can play with respect to the transition from
fossil to renewable energy sources." For example, they can be
used as catalysts for the electrochemical or photoelectrochem-
ical water splitting reaction, allowing to obtain hydrogen from
sunlight.>* In order to be used in a world-wide scale, a catalyst
for these reactions should be not too expensive, earth-abundant
and have a low environmental impact: these reasons have
guided the research interest towards the exploitation of iron
oxides, which proved themselves suitable for these tasks in
several occasions.*®

In recent years 2D materials have gained attention because
of their high surface area and the accessibility of catalytic sites.
Furthermore, thin films possess properties that differ from the
bulk materials of origin and these could be exploited to obtain
increased catalytic activities.” Among iron oxides materials,
FeO as a monolayer supported on Pt stands out to be a suitable
catalyst for the CO oxidation.*'® Given these remarkable
results, it would be interesting to see how catalytic properties
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can be modified by changing the substrate, for example from Pt
to Au which is expected to be a less interacting substrate.'"
The FeO/Au system has been studied before,"* ™ but not to
the same extent as the FeO/Pt one'®'®*® and so a complete
description of the FeO interaction with Au is still to be reached.
It is known that FeO and Au give origin to a moiré pattern
characterized by the presence of three high-symmetry domains
(fcc, hep and top), as happens for the similar systems FeQ/Pt,**>°
FeO/Pd*® and FeO/Ag,”” with a periodicity of circa 30 A
Experimentally, the FeO,/Au system was found able to promote
CO oxidation and dissociation of O, and H,, confirming its
suitability for catalytic purposes.'> Given the complexity of the
FeO,/Au system, only few computational studies have been carried
out to rationalize experimental results: Jiang et al.** and Yu et al.*>
performed DFT calculations to shed light on the FeO growth
mechanism on Au and on the phase transitions that the system
can experience during the interaction with CO, respectively.
Beyond results already reported in the literature, in this
paper we aim to acquire precise knowledge of the atomic and
electronic structures of the FeO monolayer and of its inter-
action with the Au substrate. The focus of this work is to
identify specific features that are peculiar of each high-
symmetry domain: surface electrostatic potential and work
function, local film rumpling, interface distance and charge
transfer, which may further determine their different behavior
towards water and hydrogen molecules, as it is already known
in the FeO/Pt system.'>'® In this way, the precise characteriza-
tion of the three high-symmetry domains of the FeO/Au system
provides a robust ground for establishing a structure-activity
relationship and guessing how the surface would behave in
catalytic conditions. To do so, we simulate an entire FeO/Au
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moiré superstructure through DFT+U calculations and, because
of its challenging size, we construct a set of suitable smaller
models representing the three high-symmetry domains of the
moiré in a more affordable way. To validate our model we also
experimentally acquire STM images of the FeO/Au system. In
particular, in Section 2.1 the experimental method is presented,
in Section 2.2 the computational settings used in this work are
described as well as the structural models considered, in Section
3 the results are presented and discussed. In Section 3.1 experi-
mentally acquired STM images are presented and described. In
Section 3.2 the simulated moiré structure is introduced, char-
acterized and compared with experimental data and literature
studies. In Section 3.3 the three high-symmetry domains are
modelled in more details with three individual small cells.

2 Experimental and
computational method
2.1 Experimental detail

A Au(111) single crystal was firstly cleaned by repeated cycles of
Ar" sputtering (1.5 keV) at room temperature and then
annealed at 800 K under ultra-high vacuum conditions for
60 minutes to recover crystallinity. On this surface, a Fe metal
film was deposited by physical vapor deposition (PVD), i.e. by
evaporating iron atoms with an e-beam evaporator at room
temperature. The PVD apparatus consists of a custom modified
VG Escalab MK II operating at a base pressure of 10~ ° mbar
equipped with an e-beam Fe evaporator (EBE-4 Specs GmbH).
After the deposition of a submonolayer quantity of iron the
sample was annealed at approximately 815 K in an oxygen
atmosphere of 5 x 10”7 mbar for 20 minutes resulting in the
formation of a FeO wetting layer as confirmed by low energy
electron diffraction and X-ray photoemission spectroscopy.
The STM data were acquired in constant current mode, with
a SPM Aarhus (Specs) instruments at room temperature using a
kolibri sensor with chemically etched tungsten tips. The STM
topographies were analysed with the WSxM software.*®

2.2 Computational detail and model construction

Calculations for the FeO/Au system were carried out thanks to
the Vienna ab initio Simulation package (VASP).>*' The DFT+U
approach was chosen to overcome the intrinsic limitation of the
method in describing transition metals centers with localized
states. This approach allows to obtain reliable band gap values
preventing unphysical overlap between occupied and unoccu-
pied bands and a better agreement between computed redox
potentials, energy of oxidation and magnetic moments of Fe
cations with respect to experiments.*>** For the Fe atoms the
Dudarev approach34 has been adopted with Ug. — Jre = 3 €V.
The recommended projector augmented wave (PAW) potentials
have been used for all atoms, with a kinetic energy cutoff of
400 eV. Spin-orbit coupling (SOC) is not included in calcula-
tions. While SOC has a considerable effect on Au band struc-
ture, these modifications around the Fermi energy are
negligible and so the reactivity and STM images of the Au layer
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and the FeO/Au interface (which are the focus of this work)
would not change dramatically if SOC was included.**"*® PBEsol
has been adopted as functional, given its suitability in describ-
ing solid interfaces and its improved capability in computing
more accurate lattice constants.?” This is a crucial point as the
known overestimation of lattice constants by many other GGA
functionals would modify the overall coincidence of FeO on Au
and the resulting moiré superstructure. With PBEsol functional
4.08 A was obtained as bulk gold lattice parameter, as experi-
mentally found.*®

A layer of FeO(111) is put above three layers of Au(111), with
two lower layers of Au kept fixed at bulk positions during the
structural optimization procedure. The same procedure has
been previously successfully applied for the description of FeO/
Au and FeO/Pt moiré superstructures.'>'® Some tests have been
performed to assure that three layers of Au are enough to
correctly describe the FeO/Au interface, results are collected
in Table S1 and Fig. S1 of the ESL{ A vacuum layer of 15 A has
been inserted in between the slabs, with the dipole correction
along the non-periodic direction. The resulting structure is
shown in Fig. 1 and is characterized by a periodicity of 32 A,
with an angle between FeO and the Au substrate lattices of 9°,
in agreement with what was experimentally found." The in
plane lattice parameter of Au(111) is 2.88 A, whereas the lattice
parameter of the FeO(111) fully relaxed monolayer is 3.22 A.
The lattice mismatch for the FeO monolayer in the FeO/Au
moiré model is about 2% along both the a and b directions.
Given the large unit cell considered, consisting of 578 atoms,
the Brillouin zone has been sampled at the I" point only. The
row-wise antiferromagnetic order has already proven to be the
most stable collinear magnetic setting for FeO/Pt*' so we
adopted it for FeO/Au. In the moiré superstructure studied in
this work an odd number of iron atoms (103) is present and so

o}
Y 9\,

Fig.1 Geometry of the FeO/Au moiré superstructure, with only the first
gold layer visible for sake of clarity. Red spheres represent oxygen atoms,
yellow spheres gold atoms. Grey and blue spheres represent iron atoms
with opposite magnetic moment orientation. Black solid line delimits the
cell considered for calculations. The plane highlighted in magenta is the
one selected for the plots presented in Fig. 5, 7 and 9.
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a magnetic defect, namely a small ferromagnetic zone, can be
found in correspondence to the top domain, as already done by
Merte et al.'® for FeO/Pt.

Bader charges analysis has been performed as implemented
in the VASP code®® and STM images have been computed in the
framework of the Tersoff~Hamann approximation.*°

Three high-symmetry domains can be identified in this
moiré superstructure: fec, hep and top. In the fcc domain both
O and Fe atoms are on top of hollow sites of the Au substrate, in
hcp O atoms sit atop of Au atoms of the substrate while Fe
atoms are on hollow sites and in the top domain the reverse is
true, with Fe atoms atop of Au and O atoms on hollow sites.
In order to acquire specific data on the three high-symmetry
domains of the moiré and have access to local information,
three smaller models have been built, one for each domain.
Similar models, consisting of a 2 x 2 cell of FeO(111)ona 2 x 2
cell of Pt(111) have already been used to represent the high-
symmetry domains of the FeO/Pt moiré superstructure.’®"” In
this work we go beyond this approximation by adapting the in-
plane lattice parameter in the three 2 x 2 models, as to
reproduce its substantial changes when passing from fcc to
hep and to top domains. More precisely, the mean lattice
parameter found for each domain of the moiré, Section 3.2,
was then used to build the small models. As in simulation of
the full moiré superstructure, also in small models three layers
of gold were considered, the lower two fixed. In these models
FeO and Au are commensurate to keep the local symmetry: x
and y coordinates of Fe atoms are fixed and the substrate is
laterally expanded to match the FeO lattice parameter. The
optimal Au interplanar spacing has been tuned by relaxing bulk
gold for each in-plane lattice parameter considered.

3 Results and discussions
3.1 STM measurement

A typical STM topography is reported in Fig. 2, which shows the
Au(111) substrate fully covered by a monolayer FeO film. On a
large scale, it is possible to distinguish a hexagonal modulation
of the film corrugation (x50 pm) with a pitch of about 3.1 nm,

Fig. 2 STM image at low (a) and high (b) magnification of one monolayer
of FeO deposited on the Au(111) surface. The inset in (b) shows a further
zoom in on the FeO moiré superstructure. Tunneling parameters: (a)
(=1.4V,15nA) (b) (0.9 V, 1 nA). The scale bar is reported on the bottom
left corner of the images.
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i.e. the so called moiré superstructure, whereas on a smaller
scale also the surface unit cell of the FeO(111) structure
becomes apparent, consisting of a hexagonal pattern with a
spacing of 3.0 A. As thoroughly reported in the previous
literature,"™* the long range modulation of the STM contrast
of the moiré superstructure is strongly dependent on the tip
conditions (i.e. shape and possible presence of adsorbates) and
tunneling parameters (i.e. bias and current).

As a matter of fact, Fig. 3 shows that when the tunneling bias
is switched from 0.6 V (empty states, bottom part of the image)
to —0.6 V (filled states), a clear change of the topographic
contrast takes place, and the moiré, which before was visible as
an array of bright dots, is seen as dark round regions separated
by brighter edges.

3.2 The moire model

The moiré superstructure of FeO/Au depicted in Fig. 1 has been
characterised by means of local Fe-Fe distance / (which gives
an estimation of the local lattice parameter), film rumpling
AZpe o = 2o — Zpe, interface distance AZgeo_au = Zre * 20)/2 —Zau,
Fe-O distance dr.o, atomic charges ¢ and Fe magnetic
moment u. The results collected in Table 1 correspond to
averages over the central atom of each high-symmetry domain
and its six closest Fe, O and Au neighbors (see Fig. 4).

As expected for metal oxide monolayers deposited on a
transition metal substrate, the FeO film on Au is characterized
by a significant rumpling with oxygen atoms relaxing
outwards.”” However, the three domains are quite different
from each other as regards the lattice parameter, rumpling and
interface distance, while the Fe-O distance, atomic charges and
magnetic moments remain almost the same. In particular, the
fcc domain stands out to be the one with the smallest [,
the highest Azgr.o and the lowest Azgeo-ay. In contrast, the
top one is the one with the largest /, the lowest Azg._o and the
largest AZgeo-au- Finally, the hep domain displays intermediate

Fig. 3 STMimage of the FeO/Au(111) surface: during the acquisition at the
point indicated by the white dashed line the tunneling bias was switched
from +0.6 V (bottom part) to —0.6 V (upper part). Tunneling current 1 nA,
scale bar on the bottom left of the image.
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Table 1 Properties of the three different high-symmetry domains of the
FeO/Au moiré superstructure. The lattice parameter [ (Fe—Fe distance), the
film rumpling Azre_o (COomputed as zo — Zre), interface distance Azreo-au
(height difference between FeO and the first layer Au, computed as (zge +
20)/2 — zpy), Fe—O distance dee_o, Bader charges gre o0 and iron magnetic
moments pige are to be intended as mediated for the atoms at the center of
each domain (see Fig. 4)

Domain ! [A] Azpe-o [A] AZreo-au [A] dre-o [A] gre [€] go [€] e [1n]

fee 3.06 0.63 2.52 1.89 1.32 —1.04 +3.73
hep 3.21 0.40 2.69 1.90 1.29 —1.12 +3.69
top 3.23 0.39 2.85 1.90 1.31 —-1.13 +3.73

Fig. 4 The three high-symmetry domains that can be found in the FeO/
Au moiré: (a) fcc, (b) hep, (c) top, with only the first gold layer visible for
sake of clarity. Red spheres represent oxygen atoms, yellow spheres gold
atoms. Grey and blue spheres represent iron atoms with opposite mag-
netic moment orientation. The magenta circles indicate the central region
of each domain and identify the atoms whose properties are collected in
Table 1.

properties. These results show that changes of film rumpling
accommodate the differences of its lattice parameter, such that
Fe-O bond lengths are the same in the three domains. Regard-
ing this aspect of the local film structure, the fcc domain clearly
stands out (the smallest /, the largest Azg._o), while the hep and
top ones appear quite similar to each other, the only parameter
discriminating between them is the interface distance Azgeo-au,
see Table 1.

Regarding electronic characteristics, the difference electron
density map presented in Fig. 5 highlights electron redistribu-
tions that take place upon formation of the FeO/Au interface
from unsupported FeO film and the bare Au substrate. The
film-substrate interaction alters mainly the Fe d,- and O p,
orbitals, but modifications appear to be different in the three
high-symmetry domains. The Fe d,. orbitals are systematically
depopulated, but the effect is by far the most pronounced in the
fcc domain. The modification of O p, orbitals is relatively weak
in the top and hcp domains, while in the fcc one they become
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visibly populated. More importantly, Fig. 5 reveals a substantial
charge accumulation at the FeO/Au interface, represented by
red zones between the oxide film and the metal substrate. It
corresponds to an electron transfer from the FeO film into the
Au substrate which, based on Au atomic charges, amounts in
average to —0.21 e/FeO. Also in this case, this electron transfer
is much more pronounced in the fcc domain, where it also
associated with the most visible modifications of charge den-
sity at Au atoms in the surface plane of gold.

These results show that in the fcc domain, the FeO film
interacts most strongly with the Au substrate, whereas in top
and hcp ones the interaction is remarkably weaker. The obser-
vation is additionally supported by the behaviour of interface
distances in the three domains, Table 1. These differences are
expected to impact the local film stability, interface charge
transfer and work function in the three domains, but it is not
possible to quantify these effects from the full moiré super-
structure. This topic will be discussed in Section 3.3, in which
smaller models representing the three high-symmetry domains
are described.

The results presented in Table 1 can be compared with those
obtained for similar FeO/Pt and FeO/Pd systems. Some simila-
rities can be observed, as fec is recognized to be the most stable
domain and the one interacting the most strongly with the
substrate, while top is the one that interacts to a lesser extent,
also in FeO/Pt and FeO/Pd."”>"**?° In particular, as in our
study, also in FeO/Pt and FeO/Pd the local lattice parameter [
increases from fcc to hep to top. Nonetheless, [ values in FeO/
Au are larger than those reported for FeO/Pt and FeO/Pd (e.g.
fee/hep/top computed [ is 3.00/3.09/3.18 A for FeO/Pd,*® 3.01/
3.08/3.15 A for FeO/Pt,>*?® while in this work it is 3.06/3.21/
3.23 for FeO/Au). This difference can be assigned to the larger
lattice parameter of Au (4.08 A) compared to Pt and Pd (3.92 A
and 3.89 A respectively), influencing the whole modulation
across the moiré. However, the trend of increasing / from fec
to hep to top is the same in all the considered systems.

Regarding film rumpling, its relative strength is also the
same in the three considered systems, with the fcc domain
systematically exposing the largest Azg._o, followed by the hcp
and the top ones.?®*»*32¢ In terms of their values, the Azge_o is
systematically smaller in FeO/Au, (computed Azg._o in fec/hep/
top domains is 0.74/0.64/0.47 A for FeO/Pd,*® 0.77/0.71/0.58 A
for FeO/Pt** while in this work is 0.63/0.40/0.39 A for FeO/Au).
This is in part due to a smaller mismatch between FeO and
Au lattices but, since film rumpling is also induced by an

i ot af o

FCC

Fig. 5 Difference electron density map between the FeO/Au moiré, the FeO slab and the Au slab, for a plane passing through Fe and O atoms of the
three high-symmetry domains. Regions of electron excess and deficiency are depicted in red and blue, respectively. Only the FeO film and the first layer

of the Au substrate are shown in this Figure for sake of clarity.
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electrostatic interaction of Fe and O ions with the negatively
charged substrate,*" the smaller Azp._o values may also reflect a
weaker oxide-metal interaction, accompanied by a smaller
interface charge transfer. This observation is supported by
the corresponding values of interface distances (fcc/hcp/top
computed interface distance is 2.59/2.59/2.70 A for FeO/Pd,*
2.61/2.62/2.77 A for FeO/Pt,® while in this work it is 2.52/2.69/
2.85 A for FeO/Au), which are systematically much longer in the
present FeO/Au system. The fcc domain, in which Azgeo_ay iS
visibly shorter than the corresponding Azgeo-pt and Azgeo-pd,
constitutes an interesting exception. It points again to the
particularity of the fcc domain in FeO/Au that, not only struc-
turally stands strongly out with respect to the hep and top ones,
but also does not follow the trends found for the FeO on the Pt
and Pd substrates.

We have simulated STM images of the FeO/Au moiré system
and results are shown in Fig. 6 and 7. The images in Fig. 6 have
been computed at different positive and negative values of bias
and taken at heights between 2.5 and 3.5 A above the FeO layer.
The line profiles of the partial charge density (bias +0.3 V)
presented in Fig. 7 are plotted for two different density values,
in a plane passing through Fe and O atoms in the three high-
symmetry domains of the moiré.

Our calculations account fairly well for the overall contrast
modulation observed in Fig. 3 and in other experimental
studies,"™'*"* with fcc being the darkest region, top the bright-
est and hcp the one with an intermediate contrast, regardless
the value of bias, Fig. 6. Also the line profiles, Fig. 7, show that
the average apparent height is the smallest in the fcc domain
and the largest in the top one, roughly following the mean

-1500 mVv

Fig. 6 STM images for the FeO/Au moiré superstructure computed in this
work at different biases. Symbols mark the three high-symmetry domains:
O fcc, A hep, and O top. Computed images are taken at 2.5 A above the
FeO layer.
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eometric heights of surface ions in the three domains (the same
relative height is found in the FeO/Pt moiré superstructure®®).
Our computed STM images reproduce in a excellent way the
experimental STM image reported in Fig. 3 and appear to be
sensitive to the applied bias, without unfortunately reproducing
the inversion of contrast passing from negative to positive
biases. However in the work from Yang et al. the top region is
found to be the brightest at both negative and positive biases
(see Fig. 2 of ref. 15) as in our simulated images.

On the computational side, the accuracy of the theoretical
method is limited by the Tersoff-Hamann approximation we
are working with.*® The STM images are obtained by sampling
the electron density of the FeO/Au system only, whereas the
experimentally measured contrast is driven by the chemical
interaction between surface atoms and the specific tip state,*®
which is completely neglected in this computational frame-
work. This dependency of the contrast from the tip leads to a
great variability also in experimentally acquired STM images,
emphasizing the complexity and sensitivity of the technique.
Specific tip states can be considered in first principle calcula-
tions in the framework of the Bardeen’s method** or Chen’s
derivative method,*? explicitly modelling the atoms of the tip
and overcoming the limitation of the Tersoff~-Hamann approxi-
mation. These approaches are however more suited for the study
of a localised point of interest rather than for obtaining the STM
image of a whole surface as we desire for the FeO/Au moiré
superstructure.****> Considering the large dimension of our cell
and the diverse morphology it presents along the lattice para-
meter, the STM simulation would require a complex modelling
of the substrate/tip interaction, which which would be difficult
to construct and would exceed our computational power.

Interestingly, the origin of the calculated atomically-resolved
contrast is different in the three domains as depicted in Fig. 7.
In the fcc one, surface oxygen atoms produce a much more
pronounced contrast than the Fe atoms, which is consistent
with the large film rumpling and their relative geometric height
in this domain. In contrast, in the top domain, the STM
contrast is mainly due to surface Fe ions. In this region the
geometric effect is less strong (film rumpling is much smaller),
such that the electronic effect, associated to a large density of
unoccupied Fe states (see Fig. 8), contributes also to the STM
contrast. In the hcp domain, the Fe and O atoms display a
similar apparent height deriving from the partial charge den-
sity: both of them should be visible in STM images. No assign-
ment of the atomically-resolved contrast to particular surface
ions was proposed in other experimental studies.!*'***

Comparing with the similar and more studied FeO/Pt sys-
tem, considering both experimental and theoretical studies, we
can see that the modulation across the moiré is essentially the
same.'®'®'%2%23 On FeO/Pt an unambiguous determination of
the three different domains of the moiré was achieved by Merte
et al., who have inserted defects in the different domains in
order to identify them in STM images.'®*° They found that in
their and in most studies, the top domain is the brightest at
positive and slightly negative biases, while it becomes dark at
negative bias values.?® It is more difficult to discriminate in
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Fig. 7 Line profiles extracted form the moiré STM image at +0.3 V, showing the variation across the three high-symmetry domains of the moiré. Isolines

Fe O Fe O Fe O Fe O Fe O Fe O
are taken at 107> and 107° e/A%.
5
— Fe fcc
Fe hcp
4{ —— Fetop
--- 0 fcc
O hcp
34 === Otop
2 -
1 -
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0E ::_-_—:\.—~_—-_.——‘—""~:‘-:—":Z\’“/’,—L‘\?:
-2.0 -1.5 -1.0 -0.5 0.0 0.5 1.0 1.5 2.0

Fig. 8 PDOS (projected density of states) of the central atoms at the three
symmetry regions: blue line for fcc, green line for top and yellow line for
hcp. Solid lines represent Fe PDOS, dashed lines O PDOS. Alpha and beta
states have been summed in this plot. The Fermi energy (E¢) is marked with
a red line.

between the hcp and fecc domains: fec has the lowest work
function and so it is often recognized to be the darkest region,
but it is not easy to differentiate its contrast from the one of
hcep, especially at low bias values.'®*° Furthermore, FeO/Pt STM
images were recognized to be “mixed”, meaning that atomic
contrast in STM images corresponds to either surface O or Fe
atoms, depending on the high-symmetry domain. In particular
protrusions due to Fe atoms were found in the top domain, to O
atoms in the fcc domain, while in the hep one a nearly equal tip
height was found over surface O and Fe atoms.>’

All these characteristics are consistent with our present
results on FeO/Au, thus validating our approach. The main
difference is that the calculated STM contrast for FeO/Au is the
same for every bias value. Aiming not only to rationalize the
experimental STM images, but also to enquire on the origin of
the contrast modulation, the electrostatic potential above the
FeO/Au surface has been computed, and it is shown in a plane
passing through the three high-symmetry domains of the moiré
in Fig. 9.

The fcc domain is characterized by a large zone of surface
electrostatic potential that is strongly repulsive for electrons
(red), while the top one produces an overall attractive electro-
static effect (blue). This makes electron tunneling more difficult
in the fcc domain (where the local work function is expected to
be the largest) than in the top one (where it is expected to be the

20108 | Phys. Chem. Chem. Phys., 2024, 26, 20103-20111

smallest). Since a larger work function generally results in a
lower tunneling current,*® the modulation of the surface elec-
trostatic potential could be held responsible for the overall
modulation of the STM contrast, and the dark (bright) appear-
ance of the fcc (top) domains in Fig. 6.

3.3 2 x 2 models

Computational results for the full moiré superstructure do not
give access some of the local properties such as the work
function @, the interface charge transfer CT and the adhesion
energy E.q between the FeO film and the Au substrate. All of
these features are important not only to further interpret the
STM contrast but also for a first assessment of reactivity
differences in the three high-symmetry domains. Small 2 x 2
models of the fcc, hep and top domains have been built, with
in-plane lattice parameters [ estimated at the three high-
symmetry domains of the moiré superstructure (Table 1). The
structural and electronic characteristics are reported in Table 2.

Even at this level of approximation the resemblance with
data in Table 1 is remarkable, since not only all the trends are
correctly reproduced, but also the computed values of Azge_o,
AZpeo-aus dreo, ¢ and yu are quite similar to what was found in
the moiré superstructure, assuring that these small models can
indeed convincingly represent the three domains. As described
in Table 1 for the full moiré superstructure, also in these
smaller models the two principal features that discriminate
the three domains are Azge_o and AzZgeo-au, While dre_o, ¢ and u
are the same in all the high-symmetry domains. The additional
features presented in Table 2 are E,q, CT and ¢. CT has a
negative sign as expected for metal oxide monolayers deposited
on a transition metal support.*' Because of high electronega-
tivity of the Pt substrate, electrons move from cations of the
oxide film to the substrate and the overall structural response
to this interfacial charge transfer is the rumpling of FeO, with
oxygens relaxing outwards. As a consequence, the strengths of
film rumpling and interface charge transfer are correlated, with
their maximal values found in the fcc domain. The most
negative E,q found in the fcc domain confirms that there the
film-substrate interaction is the strongest. This fact is addi-
tionally corroborated by the the smallest value of Azgep_a, and
the shortest . In contrast, E,q is the least negative in the top
domain. This confirms the weak interaction with the substrate,
consistent with the smallest CT and the largest AzZpeo-au-
Finally, the value A® reported in Table 2 represents the work
function difference between the FeO/Au system and the bare
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Fig. 9 Electrostatic potential of the FeO/Au surface plotted on a plane passing through Fe and O atoms in the three high-symmetry regions of the
moiré.

Table 2 Properties of the three high-symmetry domains, here modelled as (2 x 2) cells with a lattice parameter of 3.06 A for fcc, 3.21 A for hcp and 3.23
A for top. [ is lattice parameter (Fe—Fe distance), Azre_o is the rumpling (computed as zo — Zre), AZreo-au is the interface distance (height difference
between FeO and the first layer Au, computed as (Zre + Zo/2 — Zau), dre—o is the Fe—O distance, gre 0 is the Bader charge and pir. is the iron magnetic
moment. Adhesion energy (E,q) and interface charge transfer towards the substrate (CT) are given per FeO unit. A® is the difference between the work
function of the FeO/Au system and of the bare Au(111) surface, reported in brackets

Domain 1A] AZpe o [A] AZpeo-au [A] dre-o [A] gre [€] go [e] Ure [18] Eaq [eV] CT AD [eV]

fec 3.06 0.68 2.48 1.87 +1.31 —1.03 +3.71 —0.66 —0.28 +0.31 (+5.44)
hep 3.21 0.44 2.53 1.90 +1.24 -1.11 +3.65 —0.56 —0.13 —0.35 (+5.24)
top 3.23 0.32 2.80 1.89 +1.27 —-1.14 +3.66 —0.53 —0.12 —0.79 (+5.16)

Au(111) surface, presented in brackets in Table 2. Again, the fcc
domain stands out, being the only one with a positive A® value
and a @ considerably larger than that in the hcp and top
domains, suggesting that the dipole moment associated to
the film rumpling determines the modulation of the local work
function. We notice that the domains with the largest and the
smallest work function (fcc and top, respectively), correspond
well to those with the most repulsive and attractive surface
electrostatic potential in Fig. 9, respectively.

When comparing these results with a previous literature
study on small models for the three high symmetry domains
of FeO/Pt** we can see that also in this case the trends for /,
AZpe_0y AZreo-au; Eaqg and @ are the same for the three domains.
The one thing that stands out the most when comparing the
two works, is that in FeO/Pt the hcp domain has characteristics
(such as Azg._o and the @) which are closer to fcc, while in FeO/
Au the hep domain seems to be more similar to top. Again, as
observed for the moiré superstructure, in FeO/Au Azg._¢ for hep
and top is lower with respect to the value computed for FeO/Pt
(i.e. computed Azg._o for FeO/Pt smaller models fce/hep/top is
0.68/0.65/0.51 A,** while in this work the computed Azg._o for
FeO/Au smaller models is 0.68/0.44/0.32 A). This results also in
alower A® in FeO/Au compared to FeO/Pt (i.e. computed A for
FeO/Pt smaller models fcc/hep/top is +0.49/+0.13/—0.60 eV>'
while in this work the computed A® for FeO/Au smaller models
is +0.31/—0.35/—0.79 eV). This behaviour may derive from Au
larger parameter with respect to Pt, but also by a lower charge
transfer from FeO to Au. This can be true especially at the top
and hcp domains, in which a lower charge transfer may be the
cause of the lower rumpling and A® found out when comparing
FeO/Au to FeO/Pt.

From data collected in Table 2, we can conclude that the fcc
domain has the strongest interaction with the substrate and

This journal is © the Owner Societies 2024

this determines AZgeo-su to be the shortest and the CT towards
gold to be largest. The Azg._o here is the largest because it is a
structural response to the interfacial CT.*" As seen before, the
opposite can be said for top, while hcp has intermediate
characteristics. These features are different in the three high
symmetry domains and are the cause of different ¢ and
different contrast in STM.

4 Conclusions

In this work we characterized the FeO/Au system, comparing
our results to the more studied FeO/Pt and FeO/Pd systems to
validate our method. We studied the moiré superstructure as a
whole and three smaller models of the three high-symmetry
domains in order to acquire specific information. We repro-
duced experimental STM images, rationalized the origin of
their contrast and how it changes with respect to the bias
and the tunneling distance. Different specific features identi-
fied in the three high-symmetry domains, such as surface
electrostatic potential and work function, local film rumpling,
interface distance and charge transfer, may suggest different
adsorption and reactivity properties across the FeO/Au moiré,
as happens for FeO/pt.""'¢

In general FeO/Au results to be similar to FeO/Pt and FeO/
Pd. Nonetheless, some differences as the lower rumpling, the
work function and their correlation with the surface electro-
static potential can be important in determining the surface
reactivity towards water and the possible exploitation of this
system as a catalyst for the electrochemical water splitting
reaction. Further studies are needed to have a better under-
standing of the reactivity towards water, both from an experi-
mental and computational point of view.
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In this work we have proposed a strategy to build smaller
models for the three high-symmetry domains, keeping the local
characteristics that can be found in the entire structure. This
approach could be useful in the future to allow the simulation
of different adsorption mechanisms that would be prohibitive
considering a system of the size of the entire moiré.
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