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ABSTRACT

We report on the large-scale integration of graphene layers over a FePd perpendicular magnetic anisotropy (PMA) platform, targeting
further downscaling of spin circuits. An L1, FePd ordered alloy showing both high magneto-crystalline anisotropy and a low magnetic
damping constant, is deposited by magnetron sputtering. The graphene layer is then grown on top of it by large-scale chemical vapor deposi-
tion. A step-by-step study, including structural and magnetic analyses by x-ray diffraction and Kerr microscopy, shows that the measured
FePd properties are preserved after the graphene deposition process. This scheme provides a graphene protected perpendicular spin electrode
showing resistance to oxidation, atomic flatness, stable crystallinity, and perpendicular magnetic properties. This, in turn, opens the way to
the generalization of hybrid 2D-materials on optimized PMA platforms, sustaining the development of spintronics circuits based on perpen-
dicular spin-sources as required, for instance, for perpendicular-magnetic random-access memory schemes.

© 2020 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license (http://
creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/1.5143567

Spin-based electronics are at the heart of widely distributed applica-
tions, such as sensors, read heads, and more recently magnetic random-
access memories (MRAMs), which are now being steadily developed to
higher ~densities and three-dimensional ~device structures.'
Furthermore, spintronics is seen as one of the main contenders for post-
CMOS approaches, with strong potential for spin logics™ and beyond
that, for instance, for stochastic calculations,” ® neuromorphic low power
artificial intelligence,” and quantum computing.,'”'" These applications
are promoting and sustaining the emergence of innovative spintronics
material platforms to further scale spin circuits, increasing their perform-
ances and bringing next generation functionalities. In this direction, per-
pendicular magnetic anisotropy (PMA) materials, even if initially more
complex to engineer, have appeared as a promising solution to stabilize
magnetic properties, while downscaling magnetic tunnel junction (MTJ)
array dimensions. This has led to the fabrication of spin devices such as

perpendicular-MRAM (p-MRAM),'>"” spin torque oscillators,"* and
spin diodes."” Interestingly, among the family of PMA materials,
L1y-ordered alloys such as FePd or MnGa present the double benefit of
large PMA (~1M]J/m’) and room temperature low magnetic damping
constant, foreseen to reduce the electrical consumption of spin-transfer
torque magnetization switching.”'” Similarly, graphene has been put
forward for PMA platforms as it can induce interfacial PMA, owing to
orbital-hybridization with magnetic metals,'® reminiscent of the case of
MgO/CoFeB systems."” *' Remarkably, the association of graphene with
ferromagnetic systems has been recently shown to stabilize topological
spin textures as required for skyrmion-based circuits thanks to Rashba
effects.”” This can be added to the spintronics functionalities brought
about by graphene (and other 2D materials) beyond strengthened PMA,
including oxidation protection, atomic thickness control, spin filtering,
and spin-orbit torque tailoring.” > Thus, exploring the potential of
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FIG. 1. Schematic illustration of the graphene integration process to the FePd perpendicular spin source. (a) L1 FePd perpendicular magnetic anisotropy electrode is grown
by rf magnetron sputtering at room temperature, followed by an annealing at 700 °C in vacuum.'*"" (b) The graphene layer is grown by a chemical vapor deposition step.”*°
(c) This process leads to the fabrication of a perpendicular graphene protected ferromagnetic electrode (GPFE).

hybrid platforms, combining reference perpendicular spin-sources and
2D materials, appears to be very interesting as it may offer advanced
opportunities for spintronics. However, this co-integration has proved to
be particularly challenging owing to the need for appropriate materials
science approaches and developments. As such, even the integration of
graphene, the prototypical 2D material, has remained mostly unexplored
up until now.

In this Letter, we propose a scheme to integrate large scale gra-
phene with a PMA spintronics platform. The PMA L1, FePd ordered
alloy is grown on SrTiO; substrates by radio frequency (rf) magnetron
sputtering, and consecutively graphene (Gr) is formed on top by a
chemical vapor deposition (CVD) step (Fig. 1). The preservation of
the FePd crystallographic structure and PMA after graphene deposi-
tion is investigated by x-ray diffraction (Fig. 2) and Kerr microscopy
(Figs. 3 and 4), respectively. Overall, it appears that our approach
allows crystallographic and magnetic properties of the PMA electrode

FePd (20nm

)
)

STO (001)

STO (002
FesoPdso (002
STO (004)

STO (001)
FesoPdso (001)

FesoPdso (001)

Intensity (a.u.)
FesoPdso (003)
Intensity (a.u.)

20 40 60 80 100 120
26(°) 26(°)

graphene

FePd (20nm

FesoPdso (001)

FesoPdsg (002)

=)
ee
=
oL
[N
2

$

id

STO (003)

Intensity (a.u.)
Intensity (a.u.)

20 40 60 80 100 120 20 22 24 26 28

26(°) 26(°)

FIG. 2. Out-of-plane x-ray diffraction (XRD) profiles of FePd films before (up) and
after (down) graphene growth. Panels on the right show more details of first order
peaks with visible Laue oscillations before and after graphene growth. Graphene
integration preserves the crystallography of FePd epitaxial films.

to be robustly preserved during wafer scale integration of CVD gra-
phene. Furthermore, we already demonstrate a potential benefit from
graphene integration in this hybrid structure as an x-ray photoemis-
sion spectroscopy (XPS) study shows that the Gr/FePd PMA electrode
is protected against degradation in oxidative conditions (Fig. 5),
showing the achievement of a perpendicular graphene passivated
ferromagnetic electrode (GPFE).”* Overall, this work identifies an
effective large-scale workflow for the integration of 2D materials with
optimized PMA platforms.

The process used for Gr/FePd electrode fabrication is schemati-
cally presented in Fig. 1. The FePd layer is deposited on SrTiO; (0 0 1)
substrates by rf magnetron sputtering (EIKO co Ltd; EW-100NH) at
room temperature using a FeyoPdg alloy target. This alloy is specifi-
cally designed from molted materials to compensate the different sput-
tering rates of each element in order to reach a film with the atomic
ratio of 50:50 (see Refs. 15-17). The thicknesses of the investigated
FePd films are 20 and 30 nm. A reference FePd film is peeled off using
diluted aqua regia (HNO;5 + 3 HCI). This allows us to analyze its
composition using an inductivity coupled plasma optical emission
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FIG. 3. Polar Kerr hysteresis loops for FePd and Gr/FePd samples are presented in
the case of two different FePd thicknesses (20 nm and 30 nm). The magnetization
loops are averaged over the entire sample. The PMA domain nucleation field H is

given for each case.
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FIG. 4. Polar Kerr images for FePd and Gr/FePd at ~125 mT after positive magnetic
field saturation. Dark areas correspond to uniform magnetization pointing “down” and
bright areas to magnetization pointing “up.” Similar out-of-plane domains are
observed in both the cases. Graphene growth preserves the magnetic properties of
FePd as testified by the very similar magnetic textures.

spectrometer (ICP-OES: Seiko SPS4000), showing that it results indeed
in a 50:50 FePd alloy. In order to crystallize the films, samples are
annealed at 700 °C for 90 min in vacuum by using a substrate heater
attached to the sputtering system and then cooled down to room tem-
perature for a few hours in vacuum. The background pressures are
4 x 1077 Pa before deposition and 5 x 10™°Pa during annealing at
700°C. Samples are then transported to a dedicated CVD growth
chamber. Reduction and graphene passivation of the FePd surface are
achieved by a CVD process (more details of the process used in Refs.
23 and 36) performed in a custom-built cold-wall reactor JCVD sys-
tem. Samples are heated in a 100 Pa atmosphere of H, to 600°C at
300°C/min and annealed for 15min. H, is removed, and then the
samples are exposed to a 1Pa atmosphere of C,H, at 600°C for
15 min. Finally, samples are cooled down in vacuum at ~100 °C/min.
This growth results in a few-layer graphene coating. Previous studies
have shown the formation of continuous graphene layers over a large
scale by this approach (see, for instance, Ref. 36). Similar Raman and
optical studies show the full coverage of graphene on perpendicular

Fe 2p3/2, 112
T T

Normalized intensity (a.u.)
T

Bare FePd
—— Gr/FePd
1 1 1 1 n 1 "
700 710 720 730 740
Binding Energy (eV)

FIG. 5. X-ray photoelectron spectroscopy (XPS) around the binding energy of Fe2p
for FePd and Gr/FePd. In contrast to the bare FePd electrode, the FePd surface
protected with graphene remains metallic, even after an extended stay in air (no
evolution observed during the 1-month study). This result demonstrates the transfer
of a specific property of graphene (namely, here its role as a diffusion barrier) to the
PMA platform, which is now shown to be compatible with ambient/oxidative
processing.

scitation.org/journal/apl

FePd, as further demonstrated below with the XPS results showing full
passivation. By combining tailored sputtering'”~'” and CVD*" steps,
we are thus able to produce a heterostructure bringing together gra-
phene layers with the perpendicular FePd electrodes.

The interesting properties of the FePd electrode are directly
related to its crystallographic order.'” As the CVD step is based on
high temperature annealing in controlled atmospheres, the evolution
of the FePd order has to be checked. Hence, in Fig. 2, we show out-of-
plane x-ray diffraction (XRD) profiles for FePd on SrTiO; (0 0 1)
substrates before and after graphene deposition. FePd, as grown by
sputtering at room temperature, is (1 1 1)-oriented with a polycrystal-
line structure and transits to the crystalline (0 0 1) structure with the
cube-on-cube epitaxial relation after 700 °C annealing, as confirmed
by XRD measurements [Figs. 2(a)-2(c)]. The (0 0 1) FePd peak is
observed close to 24° as expected for the L1y-FePd 50:50 structure.
The large scan XRD measurement shows the presence of only FePd
(0 0 1) crystal orientation, with all higher degree peaks. Laue oscilla-
tions are clearly visible in Fig. 2(b), showing the high ordering of FePd
and confirming the epitaxy of the film. The same measurements are
carried out after the growth of CVD graphene [Figs. 2(c) and 2(d)].
Strikingly, we observe that XRD profiles of FePd are unchanged after
graphene deposition, thus meaning that the FePd structure is main-
tained during the CVD process. Laue oscillations are still observed
after graphene growth, further assessing the long-distance ordering.
This demonstrates that our process of large-scale graphene integration
preserves the crystallographic structure of the PMA electrode.

Still, subtle changes in the crystalline order of FePd and addi-
tional interaction with graphene overlayer might affect the magnetic
properties of this electrode. For this reason, we further explored its
perpendicular magnetic behavior through polar Kerr microscopy. In
Fig. 3, we present measurements of the perpendicular magnetization
(averaged over the entire sample) as a function of the out-of-plane
field for FePd and Gr/FePd for two FePd thicknesses of 20 nm and
30 nm. We observe that for both the studied thicknesses, Kerr loops
are almost the same for both FePd and Gr/FePd. This confirms that
the graphene growth did not substantially modify the PMA properties
of FePd films. The magnetization loops show small remanence thanks
to the presence of micrometer-size PMA domains (Fig. 4) that lower
the dipolar energy of the system. The magnetization saturates above
about 200 mT and 300 mT for 20 nm and 30 nm thick films before the
Gr deposition, respectively. The magnetic domain nucleation fields are
around 100 mT and 200 mT for 20 nm and 30 nm thick FePd films,
respectively. Interestingly, we observe that for both FePd thicknesses, a
slight increase (about 10%) of both saturation and nucleation fields is
measured in the presence of graphene. While this remains to be fur-
ther studied, this could be ascribed to the interaction of the ferromag-
netic electrode with the graphene overlayer. To demonstrate the
presence of the magnetic domains, the magnetization of the sample is
first saturated by applying an out-of-plane magnetic field of more than
250 mT. Then, the magnetic field is swept down below the nucleation
field, until magnetic domains can be observed by polar Kerr micros-
copy. Images for magnetic fields of about 125mT are displayed in
Fig. 4. A comparable nucleation is observed with and without gra-
phene (the observed nucleation field for the graphene capped sample
is 10 mT higher, as expected from the magnetization loop). This obser-
vation shows that the perpendicular domain nucleation and propaga-
tion mode remain mostly unchanged after the growth of graphene on
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top of the FePd electrode. Overall, the integration of graphene is dem-
onstrated to preserve the PMA properties of our FePd platform. The
proposed fabrication process, thus, manages to get the definition of a
graphene covered magnetic layer with perpendicular magnetization.

Finally, we show that the growth of graphene on FePd protects it
from oxidation. We decided to focus on the XPS technique as it is
particularly sensitive to the surface (few nm) and allows us to clearly
discriminate with high sensitivity the chemical state of the different
species, such as Fe, between metallic or oxidized states. XPS analyses
thus provide a very strong demonstration of the preservation of the
surface state on a large scale (the analyzed spot is ~1 mm?). The XPS
spectra at the binding energy of Fe 2p for the FePd and Gr/FePd sam-
ples are shown in Fig. 5. In the case of bare FePd, the Fe 2p peak
broadens and shifts to higher binding energy due to the presence of
FeO (Fe2pys ~ 709eV; Fe2py,, ~ 723eV) and/or Fe,Os (Fe2p,s
~711eV; Fe2py;, ~ 724€V). Therefore, the surface of bare FePd
appears to be completely oxidized as expected. In contrast, FePd pro-
tected with graphene presents only a Fe2p peak with the expected
energy splitting of 13.1eV for the Fe metallic layer. This shows that
the CVD step allowed us to recover a metallic FePd surface and to fur-
ther protect it during exposure to ambient conditions over an
extended period. The observed passivation of the FePd surface against
oxidation is a further demonstration of the high quality and homoge-
neity of our graphene coverage thanks to the developed large-scale
CVD approach. We checked that no evolution of the Gr/FePd sample
occurs over the 1-month study in terms of the crystallographic struc-
ture (XRD measurements), magnetism (Kerr measurements), surface
morphology (AFM measurements), or surface oxidation (XPS mea-
surements) once left in ambient conditions. This is in stark contrast to
the almost immediate oxidation of bare FePd in air. This observation
shows the high stabilization provided by graphene coating. It also
underlines its strong potential to reduce diffusions and interfacial deg-
radations if integrated in functional heterostructures. We, thus, high-
light the benefit of combining 2D materials with PMA layers, as we
present here a perpendicular graphene passivated ferromagnetic elec-
trode (GPFE) spin source ready for further integration.”””” This result
opens the possibility to carry out on top of a high-performance PMA
spin platform integrative steps, which are usually forbidden for spin-
tronics, such as oxidative atomic layer deposition (ALD) growth™
(a conformal process widely used in microelectronics for ultra-thin
film deposition’”* but barely developed for spintronics) or ambient
organics integration.”” The herein identified hybrid electrode could
hence become a PMA reference, unlocking the exploration of systems
otherwise difficult to access.

In summary, in this study we show a route to directly integrate
graphene layers on top of PMA FePd electrodes via a large-scale CVD
approach. Detailed characterization demonstrates that structural and
magnetic properties of the PMA electrode are preserved during the
graphene CVD growth step. This offers the perspective to combine the
performances of PMA and 2D materials for spintronics. Already, we
illustrate the benefit of this combination by showing that the FePd
electrode, which is naturally degraded by exposition to air, remains
robust to oxidation once protected with the graphene layer. We expect
this hybrid platform to be a starting point for future investigations of
PMA and 2D materials. Many properties remain to be uncovered in
these hybrid systems as offered by 2D material-based heterostructures
(atomic thickness control, spin filtering, spin-orbit torque

ARTICLE scitation.org/journal/apl

modulation...). Further potential is anticipated with the development
of large-scale CVD growth of 2D materials on top of PMA electrodes
and their integration, for instance, in perpendicular-MT] devices or in
spin-orbitronic systems including schemes based on topological sky-
rmion spin textures. This exploration will certainly include, in particular,
materials such as the 2D insulator h-BN*"*’ and the flourishing family
of 2D semiconducting chalcogenides.”'**
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