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Magnetic hybrid metal-organic interfaces possess a great potential in areas such as organic spintronics
and quantum information processing. However, tuning their carrier injection barriers on-demand is fun-
damental for the implementation in technological devices. We have prepared hybrid metal—-organic inter-
faces by the adsorption of copper phthalocyanine CuPc on REAu, surfaces (RE = Gd, Ho and Yb) and
studied their growth, electrostatics and electronic structure. CuPc exhibits a long-range commensurability

Received 17th November 2022,
Accepted 30th January 2023

DOI: 10.1039/d2nr06440e

and a vacuum level pinning of the molecular energy levels. We observe a significant effect of the RE valence
of the substrate on the carrier injection barrier of the hybrid metal—-organic interface. CuPc adsorbed on tri-
valent RE-based surfaces (HoAu, and GdAu,) exhibits molecular level energies that may allow injection car-
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1. Introduction

Organic semiconducting molecules are an excellent and prom-
ising alternative for the development of molecular spintronic
based devices." They show unique properties, such as strong
responses to electrical and optical stimuli, and intrinsic physi-
cal and chemical functionality,>™* which are not usually
present in inorganic materials. Organic spintronics pave the
way for the development of cleaner, cheaper and efficient tech-
nological devices with novel and versatile capabilities. The
functionality of such devices is based on the generation, trans-
port and detection of spin-polarized carriers across the hybrid
interface between a ferromagnetic metal and an organic semi-
conductor. That is the so-called spinterface, which is key for
the spin injection into the organic molecules. There are two
possible scenarios of ferromagnetic metal-organic interaction
at the interface. On the one hand, a strong electron hybridiz-
ation can produce a new interfacial spin-polarized hybrid elec-
tronic state that facilitates spin selectivity. 3d transition metal
phthalocyanines (Pc),>” Alqs;,® as well as Cqo on 3d ferro-
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riers significantly closer to an ambipolar injection behavior than in the divalent case (YbAu,).

magnetic surfaces™'® are representative systems featuring such
type of spinterface. On the other hand, a weak interaction
between the organic and ferromagnetic components, namely
physisorption driven by van der Waals forces, can leave the
electronic properties of the molecule almost intact. This latter
case is an advantageous scenario for more versatile devices
that integrate spintronics and optoelectronics functionalities,
where optimized injection barriers and carrier mobilities need
to be taken into consideration during the design process.'"?

In this work, we study the interfacial electronic structure
between a long-range ordered copper phthalocyanine (CuPc)
monolayer (ML) and the family of two-dimensional (2D) REAu,
surface compounds, where RE is a rare earth species.”*™* The
adsorbed molecule CuPc is a chemically stable prototypical
p-type semiconductor. It is known to have an unpaired elec-
tron leading to an open-shell electronic structure on many
different surfaces, such as noble metals,'®>' graphene,** topo-
logical insulators®** and some semimetals.”"** Over the
recent years, REAu, and REAg, surface alloys have become
highly valued for their rich magnetic behavior, which orig-
inates from the interplay of 4f magnetism, substrate-mediated
ferromagnetism, spin-orbit interaction and valence state
effects on their characteristic 2D electron band structure.>® >
Moreover, REAu, surfaces have been probed as excellent tem-
plates of several materials from monodomain ferromagnetic
nanodots*>**?*% to molecules,”””** including on-surface poly-
merized organic complexes.>*”> Nevertheless, their perform-
ance in spinterfaces remains unknown.

We adsorb CuPc monolayers on YbAu,, GdAu, and HoAu,
surfaces as case studies and analyze the structural properties

This journal is © The Royal Society of Chemistry 2023
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by scanning tunneling microscopy (STM) and low energy
electron diffraction (LEED). Furthermore, by means of photo-
emission techniques we obtain direct information on the
metal-band/molecular orbital alignment, work functions and
surface dipoles. These properties turn out to non-trivially
depend on the RE species of the substrate. Particularly, the RE
valence (divalent Yb, trivalent Gd and Ho’') seems to be key
for the energy level alignment of metal and organic molecule.
This situation opens up the design of hybrid interfaces on
demand using the RE valence as tuning factor. Indeed the
valence may influence in the type of carriers injected (elec-
trons/holes) or even approximate to an ambipolar carrier injec-
tion, ie. the simultaneous injection of electrons and holes,
which facilitates an effective recombination of the carriers in
the active organic layer and the further production of light.>*3®

In order to characterize comprehensively our interfaces and
the effect of the RE atoms on their electronic structure, we
resort to density-functional theory (DFT) calculations. This
method confirms the physisorption of CuPc on REAu,, despite
the relatively high amount of RE atoms in these surface com-
pounds. Usually, the energy alignment of the organic mole-
cular orbitals with the metal bands at the interface is subject
to charge transfer, hybridization and metal substrate polariz-
ation effects. However, in the absence of a net charge transfer,
like in the present studied case, the surface dipole developed
upon adsorption is ascribed to the so-called push-back
effect,***! which is related to polarization and can be inter-
preted as the Pauli repulsion between the electron clouds of
the metallic surface and the molecule.**** The interaction
with the substrate, even if it is weak, leads to the renormaliza-
tion of the molecular levels, inducing a reduction of the
ionization potential, electron affinity, and the HOMO-LUMO
gap.”®"” While such electronic structure changes are detect-
able by photoemission, they are a challenge for DFT-based
theoretical methods. In the latter case, corrections are required
to overcome self-interaction errors (SIE)*® to approximately
account for the many-body dynamical polarization effects*®
that take place at the CuPc/REAu, interfaces.

2. Experimental and theory section

2.1. Experimental

Samples have been prepared in an ultra-high vacuum (UHV)
chamber at a base pressure of 2 x 107'* mbar. A Au(111) single
crystal was used as substrate, that was cleaned by cycles of Ar"
ion sputtering (Ex, = 1 keV) and annealing to 500 °C. The
different REAu, surface compounds were grown in situ by evap-
oration of small amounts of RE atoms on the Au(111) surface,
held at a fixed temperature. The optimal growth temperature
of the substrate is of 300 °C for YbAu, and varies between
400-450 °C for GdAu, and HoAu,. Below these temperatures
the characteristic moiré pattern was not well formed, and
above them the RE metals diffuse into the bulk or re-evaporate
from the surface. CuPc molecules have been evaporated on the
REAu, surface with deposition rates of 0.05 ML min~*. The
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completion of one monolayer (ML) is probed carefully using
LEED and STM. The substrate temperature during CuPc evap-
oration was set to room temperature.

Preparation and sample analysis was mainly performed in
the laboratories of the Material Physics Center of San
Sebastian. X-ray photoelectron spectroscopy measurements
were carried out at room temperature, illuminating the sample
with monochromatized Al K, light from a microfocus setup
(SPECS Focus 600). The excited photelectrons were collected
with a SPECS 150 analyzer at an emission angle of 40°. The
overall experimental resolution was extracted from a fit of the
Fermi edge and resulted in 0.4 eV. UPS laboratory data were
acquired using Helium I and Il excitation lines (Av = 21.2 eV
and 40.8 eV, respectively). Complementary ultra-violet photo-
emission (UPS) measurements were performed at the VUV
Photoemission beamline of the Elettra Synchrotron in Trieste.
In San Sebastian and Trieste a channel plate-based display
type hemispherical analyzer was used with angular and energy
resolution set to 0.1° and 40 meV, respectively. At the synchro-
tron, p-polarized light was used and the sample temperature
during measurements was 17 K. In San Sebastian the work
function @ was evaluated by UPS in the laboratory, by measur-
ing the difference in energy between the Fermi level Ex and the
photoemission cutoff for several extracting voltages (5 V, 10 V
and 15 V).*° Scanning tunneling microscopy (STM) experi-
ments were done at 300 K using an Omicron VT Setup.

2.2. DFT calculations

Density functional theory (DFT) calculations were carried out
with the projector augmented waves formalism for the ion
cores and a basis of plane waves, as implemented in VASP.>'*?
The surface was modelled in the supercell approach with up to
three atomic planes in the substrate, leaving a vaccum distance
of 12.5 A between slab replicas. The experimental lattice con-
stant and superperiodicty was used for the CuPc layer. REAu,,
with RE = Yb and Gd, free-standing flat monolayers as well as
relaxed ones on 2 ML Au(111) were used. In this case,
the moiré pattern is disregarded and instead a fec stacked
(v/3 % /3)R30° structure is used as in previous works. The
plane-wave basis was set from a Brillouin zone sampling™ 3 x
3 x 1 and an energy cut-off of 400 eV (a finer grid 6 x 6 x 1 was
used to obtain densities of states). Tolerances were 10™° eV in
the total energies and 10™* eV in the ionic relaxation, together
with forces on the atoms smaller than 0.05 eV A™%. First, the
atomic positions of the isolated layer of CuPc were allowed to
relax. This structure was then rigidly placed on the flat REAu,
monolayers at three different registries (top RE, top Au and
bridge between Au atoms), with molecules oriented as indi-
cated by the STM images (see Fig. 1), and adsorption heights z
to obtain a first approximation of the adsorption potential
Vaas(z). The same procedure was applied to REAu,/Au(111)
slabs, where the alloy monolayer had been previously opti-
mized. Finally, at the obtained minima, the CuPc were allowed
to relax.

In the geometry optimization and charge density distri-
bution analyses, the generalized gradient approximation PBE
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Fig. 1 Structural investigations of 1 ML CuPc on HoAu, surface com-
pound. (a) LEED diffraction pattern taken at kinetic energy of 11.5 eV.
One of the three rotational domains of the CuPc arrays is marked with a
solid rhomboid in red, the other two domains by dashed lines. (b) STM
image of CuPc on HoAu, (scanning parameters: | = 0.2 nA; U = 0.7 V).
The rhomboidal surface unit cell for CuPc is marked in black. (c) Model
of growth of CuPc on REAu, alloys. Again the molecular unit cell is
marked.

functional®® was used, together with the DFT+U approach® for
electron correlations in the Cu(d) and RE(f) orbitals. Here the
Dudarev parameters®® U-J = 7.5, 3.5, and 3.5 eV for Gd, Yb and
Cu were selected based on previous experience,'®*>*” and
occupation matrix control®” was used to initialize the electron
distributions with the actual CuPc configuration. The 4f elec-
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trons were considered both as valence and core states in the
calculations with free-standing REAu, monolayers. After confir-
mation that this does not significantly alter the main results
(adsorption heights and charge density distributions), the cal-
culations with an Au(111)-2 ML substrate were carried out with
the 4f orbital in the ion cores. Additionally, van der Waals
(vdw) dispersion forces were accounted for with the cx-13
functional.’®>° At the so-obtained equilibrium geometries, the
z-dependence of the carrier density difference (CDD) at the
interface upon physisorption is calculated according to the
definition

Ap(z) = J <PCuPc/REAu2/Au(111)(r) — Poupe (1) — PREAu, /Au(111) (r))dxdy
(1)

Here, the pg(z) terms are the plane-integrated charge den-
sities of each system S, where atomic coordinates are fixed at
the optimized positions in the CuPc/REAu,/Au(111) structures
found in the PBE+U+vdW calculations.

The effect of self-interaction corrections on the densities of
states of these structures was examined using range-separated
hybrid functionals (HSE,*>®' as implemented in VASP®?), per-
turbatively: the eigenenergies of a PBE calculation were cor-
rected to first order by applying the exact Hartree-Fock contri-
bution non-selfconsistently to the corresponding wavefunc-
tions. In addition, the DFT+) . method®®* was used to
determine the HOMO level alignment in CuPc/REAu,/Au(111).
Further details®*”° can be found in the ESL}

3. Results and discussion
3.1. Structure and adsorption energetics

The growth of the monolayer CuPc adsorbed on GdAu,, HoAu,
and YbAu, surfaces was studied with low-energy electron diffr-
action (LEED) and scanning tunneling microscopy (STM) at
room temperature. It is worth noting that REAu, surfaces are
characterized by a hexagonal surface structure and a long-
range moiré periodicity that extends over the whole
surface.’®'®> Depending on the RE ion, the lattice parameters
of the compounds show tiny differences, but these become
amplified in the moiré periodicities.** However, the growth of
CuPc shows identical adsorption geometries with analogous
LEED patterns on all three REAu, substrates studied here.
Fig. 1(a) displays the LEED pattern of 1 ML of CuPc on HoAu,.
CuPc grows with three different rotational domains, as many
Pc overlayers on hexagonal surfaces.'>”"”> The surface unit
cell of CuPc in this particular case results to be rhomboidal
with a lattice parameter ¢ = 1.43 nm and 6 = 80°, and it
appears marked by a solid red line in Fig. 1(a). The dashed red
lines represent the unit cells of the other two rotational
domains rotated at 60° with respect to each other. Similar
LEED patterns have been measured on 1 ML of CuPc/GdAu,
and CuPc/YbAu, (Fig. S1 in the ESIt). The complex epitaxy of
CuPc (four-fold symmetry) on hexagonal REAu, surfaces can

This journal is © The Royal Society of Chemistry 2023
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out the commensurability of CuPc on these substrates.
Considering this arrangement, the packing density of the
CuPc overlayer is 0.49 molecule per nm?, very close to the
value obtained in CuPc on Au(111) (0.5 molecule per nm?)."°
The high degree of commensurability between the molecules
and the surface is confirmed by STM measurements. Fig. 1(b)
displays a STM micrograph of CuPc grown on HoAu, and
shows one of the three rotational domains of the CuPc ML.
The surface unit cells of CuPc monolayer is marked in black,
while the moiré periodicity of the substrates underneath is
marked in yellow. Fig. 1(c) illustrates the structural model
extracted from LEED pattern analysis. In this particular case, it
is assumed that CuPc molecules are adsorbed with the Cu ion
centered on top of a RE atom of the substrate. Nevertheless,
the coincidence between the molecular lattice and the REAu,
surface alloys allows other adsorption sites on the substrate
that preserve the same molecular arrangement and LEED
pattern. From the LEED measurements one can only evaluate
the lattice but not the surface adsorption site of the molecule
(Cu atom). In order to further investigate the structure and
energetics of the system, we resort to first-principles calcu-
lations in the DFT+U approach, including a van der Waals
(vdW) functional (see Methods section). The vdW correction is
needed to obtain meaningful adsorption wells. CuPc mole-
cular arrays on REAu, MLs with divalent Yb** and trivalent
Gd*" were studied with this approach. Fig. 2(a) shows the
adsorption potential energies as a function of the height z¢, of
the central Cu atom inside the CuPc molecule landing rigidly
on free-standing REAu, MLs. For the three studied adsorption
sites (top RE, top Au and bridge site between two Au atoms),
the adsorption minima are located at around 3 and 3.25 A for
YbAu, and GdAu,, respectively, which are characteristic of

. . . 2 1 . .
be expressed in matrix notation”? as ( ), which points

(@)

free-standing REAu, (b)  REAu,/2 MLAu
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Fig. 2 Potential of CuPc interaction as a function of the molecule
height above the surface, measured at the Cu position, with free-stand-
ing REAuU, (left panels) and supported REAu,/Au(111)-2 ML (right panels)
for RE = Yb and Gd. For the supported cases, the empty symbols rep-
resent the potential values for the optimized geometries.
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vdW physisorbed systems. The main observation is that the
interaction of CuPc with GdAu, is stronger than with YbAu,.
The adsorption minima on GdAu, are deeper (E,gs ~ 4 eV)
than on YbAu, (~3 eV) and there are larger differences
between the E,q4s at the different adsorption sites on GdAu,.
Moreover, a larger E,qs on GdAu, is also obtained in the
absence of vdW corrections (pink curves), with a shallow
adsorption well at 3.25 A, while interaction of CuPc on YbAu,
results to be much weaker. The Cu-Gd magnetic exchange
interaction, absent in YbAu,, is another factor to be considered
in the adsorption stability. The largest magnetic effect is
found on free-standing GdAu, at the top Gd site, where anti-
ferromagnetic (AFM) interaction is favored by 0.18 eV over the
ferromagnetic (FM) one. At the other sites, the AFM-FM
energy differences are one order of magnitude smaller. The
same calculation performed on CuPc on supported REAu, on
a Au(111)-2 ML thick layer shows important vdW dispersion
forces, which are introduced by the Au(111) layers, dominating
the adsorption energetics on GdAus,, as it is shown in Fig. 2(b).
Here, E,4s values are reduced by up to 2 eV and adsorption
becomes slightly more stable on YbAu,. In this case a further
energy reduction of ~0.2 eV is achieved by allowing the CuPc
geometry to relax, specially at the Au top and bridge sites.

The adsorption geometry at top RE and top Au configur-
ations implies a coincidence of five RE atoms with CuPc, while
at bridge site configuration the coincidence is reduced to four
atoms. This is shown by the spatial dependence of carrier
density difference (CDD) Ap(r) (see Methods section). The
mapping of Ap(x,y) discloses clear electron accumulation
regions that are localized at the coincidence points between
the RE atoms of the substrate and the organic ligand, as
shown in Fig. 3(a). The charge accumulation areas, rep-
resented in red, are clearly localized underneath the Cu and C
atoms. These points are hotspots that act as anchoring points
for CuPc on both free-standing and supported REAu, MLs.
Ap(x,y) for all three adsorption sites are represented in Fig. S2
in the ESL T This larger coincidence would explain the slightly
stronger interaction observed in the V,q44(2) curves upon CuPc
adsorption on top RE and top Au sites compared with Au
bridge sites of Fig. 2.

The CDD in the side-view representation of Fig. 3(b) reveals
that these areas of charge accumulation (red) are clearly loca-
lized at the interface near the CuPc layer. Moreover, such effect
induces a certain defect of charge (blue) at the CuPc layer and
a slight polarization of the corresponding RE atoms. The CDD
topography at the CuPc/REAu,/Au(111) interface qualitatively
differs from those at CuPc/Au(111) and CuPc/Ag(111). For
CuPc on Au(111) the Ap(r) distribution is uniform, whereas it
is very corrugated throughout the interface with Ag(111),
rapidly shifting between positive and negative values.”* In con-
trast, here Ap(r) is markedly localized above the RE atomic
positions.

3.2. Electrostatics at the interface

Experimental work function (@) measurements were per-
formed by photoemission spectroscopy from the cutoff of the

Nanoscale, 2023,15, 4090-4100 | 4093
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Fig. 3 (a and b) Carrier density difference Ap(r) in the CuPc/GdAu,/Au
(111)-2 ML interface with Cu at the Gd atop site. (a) Map of the Ap(x.y)
section at the z value corresponding to the intermediate distance
between the surface and the CuPc layer. The grid points indicate the RE
atoms positions. The coincidence of the molecule atoms with the RE
atoms induces a charge accumulation that appears as red areas. (b) Side
view, with view point in the Y direction, of the Ap(r) isosurface 0.01 n,
A=3. (c) Plane-averaged Ap(z) at the CuPc/REAu,/Au(111)-2 ML interfaces
for RE = Yb and Gd. The vertical solid lines represent the atomic plane
positions. Curve colors indicate the Cu adsorption site.

secondary emitted electrons (see Methods section) on pristine
REAu, substrates and upon adsorption of 1 ML CuPc on top.
Both results were systematically compared, detecting a change
in the work function A that is related with the surface dipole
induced by the evaporation of CuPc (see Table 1). This effect
can be assigned to the Pauli push-back effect, which is com-
monly observed in metal-organic interfaces.>*™*' The highest

Table 1 Experimental (UPS) and theoretical work functions @ for 1 ML
of CuPc on REAu; surfaces, and the variation A® with respect to the
pristine surfaces. The calculated values for the CuPc/REAu,/Au(111)-2
ML slab with RE = Yb and Gd, together with the dipole p, and vacuum
level shift AV,,., are given for three different adsorption sites of the
molecule, namely Cu-atom on top-RE, top-Au, and bridge-Au, respect-
ively. The theoretical A® values are given with respect to the values cal-
culated on the clean substrates (® = 3.39 and 3.76 eV for Yb and Gd,
respectively)

B(eV) AD(V) AVie(eV) p(ed)
CuPc/YbAu,  UPS(exp)  4.54 —0.44
Top-Yb 3.08 -0.31 -0.84 0.54
Top-Au 2.99 -0.40 -0.61 0.33
Bridge-Au  3.12 -0.28 -0.66 0.33
CuPc/GdAu,  UPS(exp)  4.35 —0.54
Top-Gd 2.96 -0.79 -1.24 0.85
Top-Au 3.20 -0.56 -0.90 0.64
Bridge-Au  3.15 -0.61 -0.98 0.69
CuPc/HoAu,  UPS(exp)  4.35 -0.53
CuPc/Au(111)  Exp.”® 4.81 —-0.99
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A values are found in the samples of CuPc/HoAu, and CuPc/
GdAu,. On the pristine alloys @ displays similar values for
both GdAu, (4.89 eV) and HoAu, (4.88 eV) surfaces. However,
the highest @ is measured in YbAu, (4.98 eV). This is an unex-
pected result, considering that Yb as pure element is divalent
and exhibits smaller values than the trivalent Ho and Gd.*>*
Furthermore, DFT+U has been used to calculate @ from the
electrostatic potentials along the perpendicular direction Z in
the supercells. This calculation was carried out for the CuPc/
GdAu, and CuPc/YbAu, systems. The corresponding ¢ and A®
values upon CuPc adsorption are included in Table 1. The
values are reasonably close to the measured ones and, in par-
ticular, the trend of a stronger work function reduction in
GdAu, is confirmed. However, a disagreement with the experi-
mental @ values of the pristine surfaces exists. This discre-
pancy, of around 1.5 €V, can be attributed in part to the finite
slab size effect, which adds to a loss in accuracy at the surface
electrostatic potential tail. In any case, an error of 0.4 eV is
estimated for the calculated &, which is smaller than the
obtained & values and vacuum level downward shifts AV,,.
upon CuPc adsorption shown in Table 1. The plane-integrated
CDD curves Ap(z) (eqn (1) in the Methods section), disclosed
in Fig. 3(c), shows a similar sharp-peaked profile across the
interface for all adsorption sites on both substrates GdAu, and
YbAu,. The main features are a clear electron depletion in the
CuPc and REAu, planes and a strong accumulation at inter-
mediate, slightly closer to the CuPc plane. The peaks in the
YbAu, case are more intense. The fact that the peaks in the
Ap(z) curves are placed at the same z value for the three sites
reflects that the physisorption is mostly governed by the mole-
cule height, rather than by the Cu atom registry with the
surface (see Fig. S4 in the ESIt). Table 1 shows the dipoles p,
at the CuPc/REAu, interface, obtained by integration of Ap(z).
The larger induced surface dipole on GdAu, is consistent with
larger AV,,. and A values on this substrate.”® The curve of the
plane-averaged accumulated dipole p, across the interface of
CuPc/GdAu, and CuPc/YbAu, is shown in Fig. S3 in the ESL.{

3.3. Electronic structure

The valence band of adsorbed CuPc MLs on REAu, surfaces
has been investigated by angle resolved photoemission
spectroscopy (ARPES). The characteristic dispersing bands of
the REAu, surfaces, already discussed in previous
publications'***>3! can still be observed in the CuPc-covered
surface, although with a strongly reduced intensity due to the
high surface sensitivity of the photoemission measurements
(hv = 21.2 eV, 30 eV). The growth of CuPc introduces new non-
dispersing bands that are assigned to the highest occupied
orbital (HOMO) levels of the adsorbed molecule. Fig. 4(a) dis-
plays in the top panel the photoemission intensity mapping of
electronic bands of YbAu, and at the bottom the same

1 The error in the calculated work function @ can be estimated from the clean
Au(111) bottom faces of the model slabs, which shows work function differences
up to 0.4 eV (Fig. S5 in the ESIT).

This journal is © The Royal Society of Chemistry 2023
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Fig. 4 Representative ARPES band structure of REAu, surfaces com-
pounds before and after CuPc adsorption. (a) Photoemission intensity
mapping taken along the indicated I'M directions of YbAu, (top) and 1
ML CuPc on YbAu,. The non-dispersing HOMO levels of CuPc add to
the substrate bands after adsorption (hv = 30 eV). (b) Upshift of the A
band upon adsorption of 1 ML of CuPc on YbAu,, HoAu, and GdAu,.
The largest shift has been detected in the YbAu, surface compound (0 =
0, hv = 30 eV [YbAu,], 21.2 eV [other]).

measurement after 1 ML CuPc adsorption (Av = 30 eV). One
can distinguish the YbAu, dispersing bands and two strong
non-dispersive emission peaks that arise from the spin-orbit
split Yb 4f levels. These features are related with the divalent
character of Yb in the YbAu, surface compound. However, the
RE 4f levels are not observed in the band structure measured
by ARPES on Ho and Gd alloys (Fig. S6 in the ESI}), because
their 4f core levels are detected at much higher binding ener-
gies with photoemission.*!

At first glance, upon CuPc adsorption the band structure of
REAu, surfaces generally appears unaffected. However, an
exception is found in the A band. This band, common to all

This journal is © The Royal Society of Chemistry 2023
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REAu, surfaces, is characterized by a free-electron-like para-
bolic dispersion around the [™-point of the surface Brillouin
zone. After CuPc deposition an upward shift toward the Fermi
level (smaller binding energy Eg) is detected at I'. This effect
reveals the surface-state character of the A band and its sensi-
tivity to the presence of adlayers. Fig. 4(b) shows the energy
dispersion curves at an emission angle of 0° (I-point). In the
case of YbAu,, Ey shifts from binding energy values of 0.92 eV
to 0.84 eV upon CuPc adsorption (8Eg = 80 meV). However, for
HoAu, and GdAu, Ejy is shifted from 1.03 eV to 0.99 eV (8Ep =
35 meV). ARPES studies performed on noble-gas/Au(111) and
organic molecules/Au(111) interfaces have ascribed a similar
shift of the surface-state band to the pushback effect.”
Moreover, models have been developed to account for the
surface state energy shift in the cases of graphene/metal’®”°
and noble-gas/metal® interfaces. Thus, it has been established
an universal curve that relates the shift with the adlayer height
above the metal surface, while the substrate work function
plays a minor role.®! For the case studied here, the A band is
formed upon REAu, interaction with the Au(111) support.””**
Therefore, it is expected to interact with CuPc more weakly
than the usual Shockley-like surface states in noble metals,
which are localized at the outer regions of the surface. Indeed,
the observed 8Eg values are lower than other typical shifts. In
comparison, the Shockley state shift caused by PTCDA physi-
sorption ranges from 0.164 eV on Au(111)** to 0.95 eV on
Ag(100).%%

Fig. 5(a) shows the photoemission results at higher emis-
sion angles 6 of 1 ML of CuPc on YbAu,, HoAu, and GdAu, as
well as on pure Au(111). Higher emission angles are usually
better suited for the detection of the molecular levels like the
HOMO levels. This is related to the symmetry and band charac-

—
[V
-~

N 1s|

val. band| C1s

GdAu,

Photoemission intensity (arb. un.)

Au(111)

S08s

\

T T T T T
20 15 1.0 05 00 401 400 399 -398
E-E, (eV)

T T T T T
-397 -288 -286 -284

Fig. 5 Photoemission measurements for CuPc/REAu, samples in com-
parison to CuPc/Au(111).”® (a) Valence bands measured on CuPc ML
grown on GdAu,, HoAu, and YbAu, MLs. For comparison the valence
band of 1 ML of CuPc/Au(111) is given. (hv = 44 eV and 50 eV, 0 = (20 +
7)° for Au(111) and YbAu, and hv = 21.22 eV and 6 = (50 + 7)° for HoAu,
and GdAu, substrates, respectively.) (b) N 1s and C 1s core levels of 1 ML
CuPc grown on Au(111), HoAu, and YbAu, (hv = 520 eV and 390 eV, 0 =
(0 +7)°).
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ter of the molecules and is explored in detail in molecular
orbital tomography.®*"®” Here, the inclusion of CuPc/Au(111)
is used as a reference to estimate and compare energy shifts of
the valence band structures among the CuPc/REAu, samples.
The emissions from a possible former lowest unoccupied
molecular level (F-LUMO) below the Fermi energy is not
detected in any of the four systems, which is in contrast to
some chemisorbed systems like CuPc/Ag(111)"' or TiOPc/
Ag(111),%®%° where the F-LUMO gets occupied. However, the
HOMO related features are readily seen, as previously men-
tioned above, and present different shifts with respect to the
reference CuPc/Au(111) system. In the case of YbAu,, this shift
amounts to 0.26 eV, while in the other two cases this value
increases to approximately 0.5 eV. The exact HOMO positions
have been obtained after peak fit analysis using Lorentzian
curves and taking into account the vibrational couplings of
CuPc.”®* These values are presented in Table 2.

In addition, the interaction strength of CuPc with the
different REAu, surfaces was studied by X-ray photoelectron
spectroscopy (XPS). Fig. 5(b) shows N 1s and C 1s core levels
measured on CuPc/HoAu, and CuPc¢/YbAu,. For both N 1s and
C 1s, core level shifts to higher binding energies with respect
to the CuPc/Au(111) emissions (see Table 2) were detected. In
order to disentangle both contributions, a peak fit analysis
was carried out using individual Doniach-Sunjic peaks® of the
same width, asymmetry, and Shirley background.®* As in other
works, the broad N 1s peak was explained by the contribution
of two non-equivalent nitrogen atoms within the Pc ligand
that cannot be resolved due to peak width.”® For the fits, con-
straints for identical width, asymmetry and background were
set for both features. The C 1s spectrum of CuPc is composed
of three visible peaks, in CuPc/YbAu, at approximately 284.2
eV, 285.6 eV, and 287.5 eV with approximate area ratios of
3:1:0.15, respectively. For the latter case, the width (FWHM)
associated with these positions is quite similar (0.4 + 0.05) eV
and there is a small asymmetry of 0.11 in all cases. These
values, including the asymmetry, are very similar to those of
CuPc/Au(100) results.’® The asymmetry partially results from
molecular vibrations®®®” as well as from the reduced mole-
cular layer thickness associated with a metallic substrate inter-
action. The highest emission peak was originally associated to
C-C interaction of the carbon benzene ring atoms, the second
peak to the C-N contribution from the pyrole structure and
the high binding energy peak to a shake-up satellite, originally

Table 2 Binding energies and core level shifts of N 1s and C 1s
measured on 1 ML CuPc grown on REAu, surface compounds for RE =
Yb, Gd and Ho. The first column is the HOMO position with respect to
Er. The difference of these quantities with respect to the values
measured on 1 ML of CuPc on Au(111) are given as AE. All values in eV

HOMO/AE" Eg™ S/AEN S EC "S/AECS
CuPc/YbAu, 1.08/0.26 398.42/0.20 284.18/0.24
CuPc/GdAu, 1.32/0.50 398.74/0.50 284.47/0.53
CuPc/HoAu, 1.32/0.50 398.74/0.52 284.42/0.48
CuPc/Au(111) 0.82/— 398.22/— 283.94/—

4096 | Nanoscale, 2023, 15, 4090-4100

View Article Online

Nanoscale

associated to the main C 1s peak originating from the n — n*
transition.”®®® Later works on H,Pc, CuPc and FePc®”9°7102
have shown, however, that there should be two shake-up’s with
identical shake-up/main peak distances. As a result, the shake-
up of the C-C emission overlaps with the C-N emission and is
not distinguishable by eyes. With a peak fitting procedure
taking into account these four emissions, the intensity relation
of the carbon atoms of C-C:C-N = 24:8 including both
shake-ups was then correctly fullfilled for the phthalocyanine
molecules. Also in our cases here, the peak fitting results
confirm the correct intensity relation (see ESI for details,
Fig. S7t). More importantly, however, a rigid multiplet shift
from CuPc/Au(111) to CuPc/YbAu, by approximately 0.25 eV
and from CuPc/Au(111) to HoAu, by 0.5 eV is obtained. These
values are very similar to the N 1s core level shifts and, as
explained before, to the HOMO level shifts. These results indi-
cate that YbAu, surfaces show a slightly weaker interaction
than GdAu, and HoAu, with the CuPc molecules, taking Au
(111) as reference. The exact positions of the core levels are
again included in Table 2.

From all the photoemission results we extract that the
Fermi level is located well inside the HOMO-LUMO molecular
gap, far from the edges. In such scenario we do not expect a
significant amount of charge flowing to align Er to the mole-
cular levels. In fact, we observe an almost rigid shift of the
spectrum in the three cases, i.e. a very similar energy shift for
all HOMO, core and vacuum levels at the three interfaces. This
demonstrates a weak molecule/metal surface interaction, with
vacuum level pinning of molecular electronic states.*>”> This
indicates that the behavior of the metal-organic interfaces is
close to the Schottky-Mott limit'®® with a notable interface
dipole, as it has been previously discussed.

The experimetal HOMO values of Table 2 obtained by
photoemision are equivalent to the hole injection barrier
(HIB) of the metal-organic interfaces. Likewise, the electron
injection barrier (EIB) is given by the LUMO level. In order to
estimate a possible LUMO energy and hence an EIB for our
samples, we consider a molecular gap of 3 eV, obtained from a
combination of normal and inverse photoemission measured
on CuPc/Au(111)'** CuPc on both REAu, and Au(111) is physi-
sorbed, though on REAu, it reveals a slightly stronger electro-
static interaction. Therefore, the predicted bandgap for CuPc/
REAu, should be close to, or even somewhat smaller than 3 eV.
This argument is based on the fact that the bandgap of mole-
cules adsorbed on surfaces becomes smaller in case of stron-
ger interactions.*>'®® Hence, we extract for our samples the
following LUMOJEIB energies (LUMO :bandgap-HOMO) of
1.67 eV (HoAu,), 1.73 eV (GdAu,), 1.92 eV (YbAu,) and 2.18 eV
for Au(111). It is worth to note that the smallest difference
EIB-HIB is found in GdAu, and HoAu, (approx. 0.4 eV), while
it doubles in YbAu, (0.84 eV). This means that in the interface
CuPc/GdAu, and CuPc/HoAu,, Ey is located much closer to the
middle of the molecular gap, allowing an ambipolar injection
of electrons and holes into the active organic layer.*®*

Fig. 6 shows the projected densities of states (PDOS) on the
molecular orbitals (MO) calculated by DFT+U+vdW (see

This journal is © The Royal Society of Chemistry 2023
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Fig. 6 PDOS projected on atomic orbital groups of CuPc in CuPc/
REAu,/Au(111), RE = Yb and Gd, which account for relevant CuPc fron-
tier molecular orbitals, obtained with the PBE+U+vdW correlation func-
tional. Spin majority and minority states correspond to positive and
negative PDOS values, respectively. The Cu in-plane (IP) orbitals are
dy2_y2,d,y; Cu out-of-plane (OOP) are d,,,d,..d,; organic IP are p,,p, of C
and N; and organic OOP are p, of C and N.

Methods section) for CuPc adsorbed at the top Yb and top Gd
geometries. The a;, and e, MOs corresponds to the HOMO
and LUMO of CuPc, respectively and have a marginal contri-
bution from the Cu 3d states. b;; MO is the characteristic
singly-occupied molecular orbital (SOMO) of CuPc, which has
a strong d-character due to the hybridization between a Cu
d,2_y. state with the N p,, orbital.'® Two features in the PDOS
of both substrates are not consistent with the experimental
observations, pointing to the so-called self-interaction error
(SIE)*® effect in the calculation: (i) the theoretical HOMO levels
(a1u) lie 0.2-0.4 eV deeper than the experimental ones (see
Table 2) and (ii) the LUMO levels lie at the Fermi level, while
workfunctions and photoemission indicate that they should
lie above. A better agreement with the experimental HOMO
binding energies is obtained by means of the DFT+)Y ..
approach,®®* which provides renormalized eigenvalues using
an electrostatic image potential model for the substrate. This
procedure, described in the ESL T results in 1.1 and 1.2 eV for
the HOMO levels of CuPc on YbAu, and GdAu,, close to the
values of Table 2. However, the LUMO pinning at the Fermi
energy is a persistent feature even when using hybrid func-
tionals, which partially correct the SIE. This is shown in the
ESI and in Fig. S11.1 The performance of these functionals is,
nevertheless, conditioned by the occupation of the PBE refer-
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ence calculation.'®® Therefore, the LUMO pinning may be
interpreted as an artifact of the calculation and it is mani-
fested by the highly localized interfacial charge density above
the RE atoms (anchoring points), as shown by the spectral ana-
lysis of the CDDs. This means that the SIE is highly inhomo-
geneous in CuPc/REAu, systems, a qualitatively different scen-
ario to that of CuPc physisorbed on pure noble metals.

4. Conclusions

Hybrid metal-organic interfaces have been prepared by
adsorption of CuPc on 2D REAu, surfaces (RE = Gd, Ho and
Yb). We observe that CuPc forms a commensurate super-
structure with densely packed molecules that differs from the
clean CuPc/Au(111) case. Moreover, we see that there is not a
clear preference for adsorption sites concerning the central Cu
atom of CuPc. By means of photoemission experiments and
DFT calculations, we have performed an extensive study on the
electrostatics and electronic structure of the interface. Our
study clearly reveals that CuPc is physisorbed on all the REAu,
surfaces tried here. The electronic structure of these hybrid
interfaces displays characteristic features that are not seen in
other physisorbed molecules on pure metals. The interfacial
charge density distribution is strongly corrugated and mainly
localized on the RE atoms of the substrate.

Importantly, photoemission experiments show quantitative
differences depending on the CuPc adsorption on divalent or
trivalent REAu, substrates. In all cases the LUMO level of
CuPc/REAu, remains empty as on other noble metals, but the
HOMO binding energy values are significantly larger (~0.3 eV)
on trivalent substrates (HoAu, and GdAu,) than on a divalent
one (YbAu,). The DFT+) ... approach allows to explain the
renormalization of the CuPc HOMO level upon adsorption as
an interaction with the substrate Coulomb-like potential. This
is, in essence, the Pauli push-back effect. Furthermore, it is
found that the physisorption of CuPc induces an upward shift
of the distinctive surface state of the REAu, substrate, which is
larger in YbAu, (80 meV) than in HoAu, and GdAu, (35 meV).
Interestingly, unlike in other noble metals, this state is con-
fined below the REAu, atomic plane and appears upon its
interaction with the Au(111) substrate underneath.

All in all, the REAu, substrates preserve the CuPc pro-
perties, as it occurs on the widely used noble metal substrates,
but with the fingerprints of a singular interaction with the RE
atoms and the REAu, band structure. The significant depen-
dence of the HOMO binding energy on the RE valence opens
the door to a feasible fine tuning of the carrier injection bar-
riers for organic electronic devices. Remarkably, it is found
that hybrid interfaces prepared with trivalent substrates
(HoAu, and GdAu,) exhibit molecular level energies that may
allow carrier injection barriers closer to an ambipolar behav-
ior. Such results and the unique ferromagnetic properties of
the subtrates reveal a large potential for the design of new
organic spintronic devices with extensive functionalities that
combine the use of light with electric and magnetic fields.
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