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Cover Picture - On the hunt for ultra-thin materials using data mining

Two-dimensional (2D) materials are traditionally associated with the sheets forming bulk layered crystals
bonded by weak van der Waals interactions. The recent surprising synthesis of atomically thin 2D sheets
from non-van der Waals bonded oxides opens up a new perspective for this diverse class of
nanostructures. By leveraging data-driven research principles and a structure-based search criterion
several dozens of candidates of this new materials class could be predicted.

The figure shows the semitransparent structure of germanium manganese oxide (GeMnO3), one of the
newly discovered 2D materials, superimposed on its surface magnetic structure. The atomic species are
represented by the following colors: manganese (Mn) magenta, germanium (Ge) green, and oxygen (O)
red.

The color pattern depicts regions in the vicinity of magnetic ions where the magnetization points out of the
plane (red) or into the plane (blue). This strong spatial variation of the magnetic information could, for
instance, play a crucial role for data storage applications.
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Preface by the directors

The year 2022 gave us first indications of the end of COVID-19 pandemic, also through the
resurgence of on-site conferences and other business trips. Yet occasional online zoom conferences
will for sure stay with us, since everybody has recognized their usefulness in certain situations. Yet
without break, the world has entered another severe crisis through the Russian invasion of Ukraine.
This also has had manifold implications for international collaborations and has shown us that science
cannot be completely separated from politics. In addition, the subsequent price increases, in particular
for energy, scientific equipment and civil construction place a strong financial burden on us. Increasing
wages, well-deserved for our staff, will however put severe restrictions on future personnel planning at
the institute.

The scientific productivity of the institute has remained on a very high level, counting
174 publications with an average impact factor as high as 7.4. Eight outstanding and representative
publications are reprinted in this Annual Report. An amazing number of 24 new third-party projects
were granted, among them 14 DFG projects. The total number of simultaneously active DFG projects
amounted to 30 in December 2022!

In the annual competition for HZDR prizes, our institute was again very successful: Dr. Ruslan
Salikhov, together with Dr. Sergey Kovalev from the Institute of Radiation Physics, received the HZDR
Forschungspreis for their joint work on spin-wave excitation by Terahertz (THz) radiation. Dr. Klara
Linser was awarded an HZDR Doktorandenpreis for her thesis entitled “Martensitische
Phasenumwandlungen und Zwillingsbildung in epitaktisch gewachsenen Nickel-Titan-Schichten”.

The new 1-MV facility for accelerator mass spectrometry (AMS), is being set up at NEC (National
Electrostatics Corporation). Construction of the dedicated building to house the accelerator, the SIMS
and including additional chemistry laboratories is finished by mid-2023. Then one AMS injection
system featuring also an ion cooler can be installed. Factory tests of the remaining parts of the AMS
system are scheduled for 2023 at NEC as well.

In the course of developing a strategy for the HZDR - HZDR 2030+ Moving Research to the NEXT
Level for the NEXT Gens - six research focus areas for our institute were identified, those include

- Interaction of highly charged, low-energy or focused ion beams with solid surfaces, including
atomistic simulations,

- Accelerator mass spectrometry,
- lon-based synthesis and modification of semiconductor structures for nano- and optoelectronics,

- Ultrafast and terahertz spectroscopy of low-energy excitations in semiconductors and quantum
materials, in particular using the free-electron laser at ELBE,

- Structural and electronic properties of 2D materials,
- Hybrid quantum systems as a link between photonics, electronics and magnonics,
- Magnonics and opto-spintronics: new hardware concepts for neuromorphic computing.

Last year also brought the establishment of a new department on “Quantum Technologies”. This
was a consequence of the successful work of PD Dr. Georgy Astakhov, who also received a high-rank
international offer. His new position as department head enabled us to keep him at HZDR and thus
strengthen our activities in this important, rising research field. Also a new Young Investigator Group
on “Autonomous Materials Thermodynamics” was established jointly with DRESDEN concept - the
alliance of TU Dresden with other research institutes in the Dresden area, with Dr. Rico Friedrich as its
leader.



Finally, we would like to cordially thank all partners, friends, and organizations who supported our
progress in 2022. First and foremost we thank the Executive Board of the Helmholtz-Zentrum
Dresden-Rossendorf, the Ministry of Science, Culture and Tourism of the Free State of Saxony, and
the Ministries of Education and Research, and of Economic Affairs and Climate Action of the Federal
Government of Germany. Many partners from universities, industry and research institutes all around
the world contributed essentially, and play a crucial role for the further development of the institute.
Last but not least, the directors would like to thank all members of our institute for their efforts in these
very special times and excellent contributions in 2022.
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Prof. Manfred Helm Prof. Jirgen Fassbender
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Fully Encapsulated and Stable Black Phosphorus

Field-Effect Transistors

Himani Arora,* Zahra Fekri, Yagnika Nandlal Vekariya, Phanish Chava, Kenji Watanabe,

Takashi Taniguchi, Manfred Helm, and Artur Erbe

Black phosphorus (BP) has quickly gained popularity in the scientific com-
munity owing to its interesting semiconducting properties, such as direct
bandgap, high mobility, and intrinsic ambipolar behavior. However, its sensi-
tivity to oxygen, moisture, and other air species has restricted its integration
into active devices. Here, the lithography-free via-encapsulation scheme to fab-
ricate fully-encapsulated BP-based field-effect transistors (FETs) is employed.
The full encapsulation is achieved by sandwiching the BP layers between the
top and bottom hexagonal boron nitride (hBN) layers; top hBN passivating
the BP layer from the environment and bottom hBN acting as a spacer and
suppressing charge transfer to the BP layer from the SiO, substrate. The
embedded via-metal electrodes allow the authors to perform reliable elec-
trical measurements of the BP FETs. Based on these results, it is found that
the electronic properties of the via-encapsulated BP FETs are significantly
improved compared to unencapsulated devices. This further establishes that
the via-contacting scheme leads to superior results compared to graphene-
hBN heterostructures and bare hBN layers combined with evaporated metal
contacts (both use top and bottom hBN to encapsulate BP) by revealing higher

such as transition metal dichalcogenides
(TMDCs) (MoS,, WS,, etc.) are being
intensively studied, on the other hand,
the search for novel 2D materials is at a
rapid pace.’ In the last years, black
phosphorus (BP), also known as few-
layer phosphorene, an allotrope of phos-
phorus, has come into the limelight.*!-13]
Monolayer BP or phosphorene is a one-
atom-thick sheet of covalently bonded
phosphorus atoms arranged in a puckered
honeycomb structure with in-plane anisot-
ropy.* 1 Individual layers, when stacked
onto each other, are held together by weak
van der Waals (vdW) forces to form mul-
tilayered or bulk structures, which can
be easily cleaved into thin layers using
an adhesive tape.”! Unlike TMDCs, BP
has a direct bandgap at all layer thick-
nesses, which varies from =0.3 eV in bulk

mobility, lower hysteresis, and long-term ambient-stability in BP FETs.

1. Introduction

Research on semiconducting 2D materials (2DMs) has demon-
strated the potential of these materials for future electronics.!™!
On the one hand, the already established 2D semiconductors,

H. Arora, Z. Fekri, Y. N. Vekariya, P. Chava, M. Helm, A. Erbe
Helmholtz Zentrum Dresden Rossendorf

Bautzner Landstrasse 400, 01328 Dresden, Germany
E-mail: h.arora@hzdr.de

K. Watanabe

Research Center for Functional Materials

National Institute for Materials Science

Tsukuba 305-0044, Japan

T. Taniguchi

International Center for Materials Nanoarchitectonics
National Institute for Materials Science

1-1 Namiki, Tsukuba 305-0044, Japan
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© 2022 The Authors. Advanced Materials Technologies published by
Wiley-VCH GmbH. This is an open access article under the terms of the
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to =2 eV in monolayers, hence covering a
broad detection spectrum from ultraviolet
to infrared wavelengths.l'161819 The pres-
ence of this direct and tunable bandgap
together with high electrical mobilities of =1000 cm? V! s
reported at room temperature in BP help to overcome some of
the drawbacks of graphene (Gr) and TMDCs in applications as
field effect transistors (FETs).>2) Thus, these materials seem
to be ideally suited for applications in electronics and optics
that are based on FETs. In addition, FETs based on BP have
shown intrinsic ambipolar conduction, indicating its possible
use in reconfigurable electronics.

Despite the intriguing properties of BP, its integration into
active devices is severely hampered because of its poor chem-
ical stability under ambient conditions. The degradation of BP
flakes can be observed easily under an optical microscope.[:2122]
Several reports revealed the formation of pits and bubbles on
the surface of freshly exfoliated BP within a few hours of air
exposure, which kept growing over time in shape, height, and
roughness until the BP flake is fully disintegrated and etched
away from the substrate.[?1?2] Castellanos-Gomez et al. attrib-
uted the degradation of BP to a strong out-of-plane dipole
moment on its surface which makes it very hydrophilic.l”] The
strong dipole—dipole interactions between water and BP distort
the lattice structure and modify its surface morphology. Using
X-ray photoelectron spectroscopy measurements Wood et al.
revealed amorphization of pristine BP and eventual degradation
to PO, in air, indicating permanent damage to the structural

© 2022 The Authors. Advanced Materials Technologies published by Wiley-VCH GmbH



12

ADVANCED
SCIENCE NEWS

Selected Publications

ADVANCED
MATERIALS
TECHNOLOGIES

www.advancedsciencenews.com

and chemical integrity of the BP flakes.l?!l Because the surface
is the first one to come in contact with air, the degradation
starts there and slowly penetrates deeper into the layers. How-
ever, the 2D layers are not only sensitive to air but also to other
environmental influences such as charge traps in the dielectric,
chemical contaminations and resists during lithographic pro-
cesses, and physical damages during metal evaporations, which
lead to fast and uncontrollable morphological changes and poor
device performance.[®2324 Therefore, an effective encapsulation
technique is necessary to passivate the 2D layers against various
degrading factors in order to study their fundamental properties
as well as to achieve high-performance and stable devices.

In the last years, several encapsulation schemes were demon-
strated to passivate the BP layers. Doganov et al. deposited Gr or
hBN flakes on freshly exfoliated BP flakes in an Ar-filled glovebox
for encapsulation.l”! The devices were fabricated by spinning
poly(methyl methacrylate) (PMMA) resist, followed by e-beam
lithography and thermal evaporation of the metal contacts. The
mobilities at room temperature for both holes and electrons
calculated in these devices were =10 cm? V! s71, substantially
below the expected values. In addition, large hysteresis in both
positive and negative gate voltage sweep directions was observed.
In another approach, encapsulation by atomic layer deposition
(ALD) of alumina (Al,03) was demonstrated.?"2-3% The Al,O,
encapsulated BP FETs revealed a room temperature hole mobility
of =100 cm? V! s7%. Long-term stability of up to 17 months was
reported by Grasser et al.?%) However, the effectiveness of the
Al)O; encapsulation is largely dependent on the ALD process
conditions, which makes it a complex process.[26:2%34

Moreover, both techniques passivate the top surface of BP
and the bottom part rests on the SiO, substrate. Because of the
presence of hydroxyl groups, SiO, has been shown to deterio-
rate the performance of FETs and result in large hysteresis by
inducing charge disorder at the interface.?*3-33 Furthermore,
both techniques leave some parts of BP unexposed in order to
evaporate the metal electrodes. This might cause degradation at
the contacts and result in large contact resistances, tunnel bar-
riers, and further unreliability in the I-V measurements.'®! Par-
ticularly for alumina encapsulation, a recent study reported that
the fixed oxide charges in the Al,O; layer can induce energy-
band bending near the metal contact edge and randomly modu-
late the type of conduction in BP devices.?*]

In this work, we have addressed these challenges by
employing via-contacts to fabricate FETs based on fully encap-
sulated BP layers. Via-contacts are metal electrodes embedded
within hBN flakes. They allow us to simultaneously achieve
encapsulation and an electrical connection to the underlying
2D layer without any direct lithographic patterning. The full
encapsulation is achieved by sandwiching the BP layers in a
layer-by-layer fashion between the bottom hBN (suppresses
the charge transfer from SiO,) and top hBN containing the
via-contacts (passivates the BP layer from air and provides elec-
trical connection to carry out the measurements). We also fab-
ricated BP FETs by depositing Gr-contacts and evaporation of
metal-contacts, both using top and bottom hBN to fully encap-
sulate the BP layer, which allowed a direct comparison of dif-
ferent passivation techniques. Based on our results, we find
that the via-encapsulation technique passivates the BP layers
from various degrading factors and preserves their electrical

Adv. Mater. Technol. 2023, 8, 2200546 2200546 (2 of 7)
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properties. Via-BP FETs show the best performance with
improved hole and electron mobilities and negligible hysteresis
as compared to other device architectures tested in this work.
We observe a crossover in current as a function of temperature
and back-gate voltage. In addition, via-BP FETs are found to be
ambient stable for over 5 weeks, which is considerably longer
than top-hBN-encapsulated devices. The via-encapsulation
scheme is a versatile and robust technique. The via-contacts can
be fabricated in different shapes and sizes, which is particu-
larly advantageous for randomly sized mechanically exfoliated
flakes. We believe that this technique can open ways for funda-
mental studies as well as towards the integration of air-sensitive
2D materials in technological applications.

2. Experimental Section

2.1. Via-Contact Fabrication

The fabrication of the via-contacts employed in this work is
shown in microscope images in Figure 1a. The hBN flakes were
exfoliated from their bulk crystal using an adhesive tape and
deposited onto a 285 nm SiO,/Si substrate. Crack- and residue-
free hBN flakes with uniform thicknesses of 30-50 nm were
identified using optical contrast. The SiO,/Si substrate was then
spin-coated with EL11 and PMMA A4 at 3000 rpm, followed by
post-baking at 150 °C for 10 min. The PMMA layers served as the
resist layer for the subsequent patterning of hBN using e-beam
lithography. To develop the patterns, the substrate was immersed
first into the developer solution of deionized (DI) water and
isopropanol (3:7) for 1 min and then 30 s into isopropanol as a
stopper followed by N, blow dry. To etch holes into patterned
hBN flakes, inductively coupled plasma reactive ion etching
(Oxford ICP-RIE) was used. A gas mixture of SF4:0, (40:4 sccm)
was supplied at 60 W for 1 min to generate the plasma. The
etched holes were then filled with 20 to 30 nm Ni followed by
30 nm Au using an e-beam evaporator at a deposition rate of
1 A s7L. To obtain the via-contacts, the final step was metal lift-off,
where the sample was immersed in acetone for 2-3 h, followed
by isopropanol rinsing and blown dry with N,.

2.2. VdW Assembly of hBN/BP/via-hBN Stacks

The heterostructure assembly was carried out inside an N,-
filled glovebox to prevent ambient exposure of the BP layers and
to minimize the contaminations at the hBN/BP interfaces. The
first step involved picking up a via-hBN (hBN flake carrying via-
contacts prepared as described in Section 2.1.) from a dummy
Si/SiO, substrate using a PDMS (Polydimethylsiloxane)/PPC
(Poly propylene carbonate) transfer slide at the microman-
ipulator as described in the previous work.? Next, BP was
exfoliated from its bulk crystal (bought commercially from
2dSemiconductors) inside the N-filled glovebox and transferred
onto an hBN flake (bottom dielectric) resting on a 285 nm SiO,/
Si substrate. To form the hBN/BP/via-hBN heterostructure, the
PDMS/PPC stamp containing the via-hBN was stacked onto
the BP flake in such a way that the metal electrodes covered it
entirely. Figure 1b illustrates the schematic of vdW assembly of

© 2022 The Authors. Advanced Materials Technologies published by Wiley-VCH GmbH
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Figure 1. Fabrication of Ni/Au via-contacts and via-BP FETs. a) lllustration of via-contact fabrication steps. b) schematic of vdW assembly of hBN/BP/
via-hBN stacks. c) via-BP device schematic, BP is fully encapsulated between bottom hBN and top via-hBN. d) Optical microscopic image of a via-BP

FET with multiple contacts numbered from 1to 6 (Scale: 5 um).

hBN/BP/via-hBN stacks. The substrate was then removed from
the glovebox and processed further to make extended metal
bars and contact pads (5 nm Ti/30 nm Ni/80 nm Au) where
measurement probes were placed. Figure 1c shows the cross-
sectional schematic of the via-BP FET device. The bottom hBN
layer suppressed the charge transfer from SiO, while the top
hBN passivated the BP layer from air. The metal embedded into
the top hBN formed an electrical connection to the underlying
BP layer. The optical micrograph in Figure 1d shows the top
view of one of the BP-via FETs fabricated in this work. The six
contact pads were numbered from 1 to 6.

3. Results and Discussion

The two-probe electrical characterization of the via-BP FET is
carried out in a back-gated configuration under atmospheric
conditions and is shown in Figure 2. In this configuration,
the highly p-doped Si-substrate serves as a back gate. The high

—_— OV
20F T aov 20V
=== 40V — 40V
. 10} --- 80V — 60V
E o
<<
=
2-10
-20
-1.0 -0.5 0.0 05 1.0
V.. (V)

concentration of dopants ensures that the conductivity of the
Si is large enough to define gate voltages even at temperatures
down to 4.2 K. The BP flake is =22 nm thick and the bottom
hBN is =30 nm as confirmed with atomic force microscopy. BP
layers with thicknesses >15 nm are usually preferred for device
fabrication because of improved field-effect mobility and their
relative stability demonstrated previously.'>2*3>-%] The output
curve of our via-BP FET shown in Figure 2a exhibits linear -V
characteristics and large current densities, indicating a low
resistance contact between Ni and BP. Current saturation is
not observed even at Vy, = £1V, implying that even higher cur-
rent values are achievable. Most likely the large equivalent oxide
thickness (=317 nm) causes poor coupling of the gate electrode
to the BP which can hinder obtaining current saturation.3%37)
The transfer curve in Figure 2b shows an ambipolar behavior
with a dominant p-type conductance, which may be attributed
to a good alignment between the valence band of BP and the
high work function of Ni (5.1 eV), resulting in an improved hole
injection from Ni contacts to BP channel.>*>*] The two-probe

b
25¢ T=300K
20} BP=22+3nm
:EL15- 1.v
< 10} 5
-..% 5_ i
ol i
oV

B0 40 20 0 20 40 60
Vi V)

Figure 2. Two-probe electrical characterization of ~22 nm thick BP-via device at room T. a) Output curve at various back-gate voltages. b) Transfer

curve at regular intervals of V4, from 0 to 1V, showing ambipolar behavior.
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Figure 3. Temperature-dependent electrical characterization of via-encapsulated and unencapsulated devices based on a =50 nm thick BP flake.
a) Semi-log transfer curves at V4, = 1V for the via-encapsulated device at regular temperature intervals from 300 to 100 K. b) Zoomed image of
the metal—insulator transition as a function of back-gate voltage. c) Semi-log transfer curves at V4, =1V for the unencapsulated device at regular
temperature intervals from 300 to 100 K. d) hole and electron two-probe mobility for encapsulated and unencapsulated devices as a function of

temperature.

field-effect mobility (ugg) at room temperature is calculated to be
596 cm? V1 s7! for holes and 172 cm? V! s7! for electrons; the
higher hole mobility is in agreement with the previous discus-
sion. Taking advantage of the multi-electrode geometry of the
via-contacts, we also calculated the four-probe mobility of a via-BP
FET. High hole mobility of 720 cm? V! s7' and electron mobility
of 143 cm? V-1 s7! are obtained at room temperature for an =18 nm
thick via-BP device and bottom hBN of =40 nm. It is worth stating
that the via-BP FETs fabricated in this work have shown much
higher mobility values than the values obtained with other encap-
sulation schemes for similar BP thicknesses.[26-28:33.36]

To test the efficacy of via-contacts at low temperatures, we
carried out two-probe electrical characterization as a func-
tion of temperature from 300 K down to 100 K (Figure 3).
The via-BP device is fabricated with =50 nm thick BP, and
via-contacts Ni (30 nm)/Au (hBN thickness can be found
in Supporting Information) Figure S3 and Figure S4. For
a consistent comparison, an unencapsulated device with
the same BP thickness and a metal configuration of Ti
(5 nm)/Ni (30 nm)/Au is also fabricated. Figure 3a shows
the semi-log transfer curve of the via-encapsulated device at
different temperatures. A strong dependence of electrical
conductivity on temperature for both holes and electrons is
observed. The relationship between temperature and electrical
conductivity shows a transition as a function of gate voltage at
a crossover point of =48 V (Figure 3D). Below a specific gate

Adv. Mater. Technol. 2023, 8, 2200546 2200546 (4 of 7)

voltage (<48 V) the conductance increases with increasing tem-
perature. Above this value, the conductance decreases with
increasing temperature. This transition has been reported
before in 2D semiconductors including MoS,, InSe, and BP
in great detail and is usually associated with the tuning of
the charge carrier density with applied gate voltages.*#
According to Kis et al., below a critical carrier concentration,
the electrons are strongly localized and transport is domi-
nated by the hopping-type mechanism. At higher gate voltage,
the carrier density increases further and the channel exhibits
a metallic behavior, weak electron localization, and an associ-
ated band-like charge transport which may be a reason for the
observed transition.**%] The transfer curve of the unencapsu-
lated device, exhibits an insulating behavior at all gate voltages
(Figure 3c), which could be caused by the formation of tunnel
barriers and pinning of the Fermi level at the metal-semicon-
ductor interface. Park et al. emphasized that good contacts with
low contact resistance are required to observe such a change
in behavior in 2D layers, thus supporting our claim that the
via-contacts form good contacts to the underlying BP layers.[0]
Additionally, to be able to observe a metallic behavior in BP,
extrinsic scattering mostly coming from the substrate and
ambient influences must be eliminated which was provided by
the via-encapsulation technique in our study.

The field-effect mobility (ugg) is calculated and is presented
as a function of temperature in Figure 3d. Both hole and

© 2022 The Authors. Advanced Materials Technologies published by Wiley-VCH GmbH
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electron mobilities of the via-encapsulated device increase
monotonically with decreasing temperature, reaching a max-
imum of 460 and 287 cm? V! 571 at 100 K, respectively. The
increase in mobilities with decreasing temperature is attributed
to the suppression of phonon scattering as discussed previ-
ously for other 2D semiconductors.*2##9] Additionally, it
can be seen that the encapsulated device shows negligible hys-
teresis at all temperatures whereas the unencapsulated device
shows increased hysteresis because of trapped charges in the
SiO, substrate and absorbents from the atmosphere, leading
to unreliability in the interpretation of threshold voltage and
subthreshold swing.?!l The transfer characteristics were done
with a sweep rate of =2.5 V s7! (further details can be found in
Supporting Information) Figure S9 and S10. We also observe
a decrease in off-currents with lowering temperatures in both
devices, most likely due to suppression of thermionic emission
and the influence of the Schottky barriers at the contacts.!*®>%
The Schottky barriers are higher for the unencapsulated
devices, possibly leading to a larger suppression of off-current
in this case. This decrease of off-currents results in an increase
in the on-off ratio with decreasing temperature, because the
on-currents are barely affected by temperature changes.

Apart from this work, a few other techniques have been devel-
oped to fabricate encapsulated BP FETS, some of which were
discussed in the previous section. To compare the effectiveness
of different encapsulation schemes, we fabricated devices with
two different encapsulation schemes (Figure 4) and compared
their results with the results obtained for the via-BP device in
Figure 2. Note that the BP thicknesses for all three device con-
figurations are kept within the range of 20 + 2 nm. Figure 4a
shows the schematic of an encapsulated BP FET with few-
layer Gr contacts fabricated in this work. The whole assembly
is encapsulated in top and bottom hBN with some parts of Gr
protruding outside for subsequent fabrication of the extended
metal bars. The choice of Gr as electrodes is based on its tun-
able work function that has enabled low resistance contacts to

a b

www.advmattechnol.de

Table 1. Comparison of hole and electron mobilities obtained with dif-
ferent encapsulation schemes for BP FETs. BP thickness =20 £ 5 nm.

Two-probe mobility at room
temperature [cm? V' s7]

Encapsulation technique BP thickness Holes Electrons  References
[nm]

Via-encapsulation 20 596 172

Gr-contacts + 20 105 42

top/bottom hBN

Ni-contacts + 20 189 52

top/bottom hBN

Without encapsulation 18.7 170.5 - [56]

AL, 5-25 200 - [27]

Al,O, 20 0.96 - 157]

AL,O, 15 310 89 58]

other 2D semiconductors.'®*=3 As compared to Figure 2a,
the output curve of the Gr-BP FET (Figure 4b) shows non-
linear characteristics, indicating the presence of a barrier at the
Gr/BP interface. Consequently, a much lower pgg is measured
for this device as compared to the pugg for the via-BP device in
Figure 2b (summarized in Table 1). Furthermore, long-term
stability could not be guaranteed in these stacks, because hBN
does not seal the protruding Gr contact perfectly, allowing air
to enter through small open pockets and initiating the degra-
dation of the BP channel. Figure 4d shows the schematic of
another encapsulation scheme where the BP layer is deposited
on a bottom hBN, followed by direct lithographic patterning
of Ni metal contacts, and lastly deposition of a top hBN layer.
The output curve in Figure 4e shows non-linear characteris-
tics between Ni and BP. From the transfer curve (Figure 4f),
low pgg, large hysteresis, and unipolar p-type conductance are
observed. The poor performance of this device can be explained
by the degradation of pristine BP to PO, on air exposure and

30F Vi

5 e

_— 0V
hBN [ === B0V —-B0V

hBN

SSI0, (285 nm)
BP=20+2nm

Gr Contact + top hBN

hBN

1,, (HA)
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0.0
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Figure 4. Encapsulation schemes for BP. a) Schematic of a Gr-contacted fully encapsulated BP FET. b,c) Output and transfer curves of the device in
(a). d) Schematic of a Ni-contacted fully encapsulated BP FET. e,f) Output and transfer curves of the device in (d).
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Figure 5. Electrical characterization of a via-BP FET over time. a) Transfer curves for a via-BP FET, measured as a function of ambient exposure time.
b) Hole mobility for the same device as a function of ambient exposure time.

during lithographic processing. This oxide exhibits a higher
work function and transfers holes to the BP channel, making
it more p-type.l>*>°]

Table 1 summarizes the comparison of hole and electron
mobilities obtained with different encapsulation schemes for BP
FETs in our devices and other studies with similar BP thickness.
The results obtained with other encapsulation schemes prove
that the via-encapsulation is more effective in preserving BP in
its pristine form and yielding higher-performance devices. To
further elucidate its effectiveness over time, we stored and meas-
ured via-BP FETS in the air for over a period of 5 weeks. Time-
dependent transfer curves are shown in Figure 5a. Figure 5b
shows the evolution of hole mobility over time. Both curves
reveal good ambient stability of the device for up to three weeks,
after which the conductance and mobility start to decline slowly.
As compared to unencapsulated BP layers, which degrade com-
pletely within a few hours, this is a considerable improvement in
the preservation of the BP layers in air.

4, Conclusion

The sensitivity of few-layered BP towards ambient conditions,
bottom dielectrics, and other chemicals during fabrication pro-
cesses complicates the evaluation of its intrinsic properties and
hampers its integration into active devices. In this work, we
demonstrated the lithography-free via-encapsulation technique
to obtain high-quality and stable BP-based transistor devices.
In this method, not only the BP layers are passivated to pre-
vent the influence of the environment as well as of trapped
charges at the SiO, surface by being sandwiched between top
and bottom hBN, but also contacted by embedded via-metal
electrodes allowing us to perform reliable electrical measure-
ments. In this work, we fabricated several via-encapsulated
BP FETs with BP thicknesses in the range of 18-50 nm. The
devices showed enhanced mobility, lower hysteresis, and long-
term ambient stability as compared to devices fabricated with a
graphene-hBN heterostructure or bare hBN layers without any
embedded metals. The use of the via technique for BP-based
transistors, therefore, opens the way for studying the electrical
properties of the BP layers in detail and preparing the material
for electronic applications.
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ABSTRACT: Two-dimensional (2D) materials are frequently ; 4 [ 2D systems with
associated with the sheets forming bulk layered compounds [ AFLOW Materials Database ] T D I
bonded by van der Waals (vdW) forces. The anisotropy and -, | llow oxidation state 4
weak interaction between the sheets have also been the main filter by structure % /
criteria in the computational search for new 2D systems, predicting S ,I
~2000 exfoliable compounds. However, some representatives of a 20 99_T1_0,a 2D MnTiO, 2D GeMnO; S A A
new type of non-vdW 2D systems, without layered 3D analogues, ek 3 B \\ ’
were recently manufactured. For this novel materials class, data- S N R4
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driven design principles are still missing. Here, we outline a set of 8 w3 _22rapnene.
binary and 20 ternary candidates by filtering the AFLOW-ICSD R
database according to structural prototypes. The oxidation state of compound 4

the surface cations regulates the exfoliation energy with low
oxidation numbers leading to weak bonding—a useful descriptor to
obtain novel 2D materials also providing clear guidelines for experiments. A vast range of appealing electronic, optical, and magnetic
properties make the candidates attractive for various applications and particularly spintronics.
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he isolation of single graphene sheets," which proved that Fe,0;) and ilmenite (FeTiO;), followed by other systems

two-dimensional (2D) systems can exist, gave rise to the derived from chromite (FeCr,0,),”' magnetite (Fe;0,),”
discovery of many 2D materials with unique superconduct- pyrite (FeS,),**** chromium sulfide,* manganese selenide (a-
ing,>” electronic,*® magnetic,”~” and topological "’ properties. MnSe,),*® metal diborides,*” boro-carbides,*® and diamond-
In addition to being testbeds for studying the behavior of like germanium (a-Ge).*”
systems in reduced dimensions, 2D materials hold great While traditional vdW compounds have chemically saturated
promise for various applications in optoelectronics,”'""'* bonds at the surface of 2D subunits, the aforementioned

. 13,14 15-17 . o .
catalysis, and the energy sector. The research effort materials show qualitatively new features. As they are obtained
has been mainly concentrated on the systems which have bulk from nonlayered systems, they exhibit dangling bonds and
counterparts representing anisotropic crystals with layers held surface states, making them more tunable by adsorbates.”
together by van der Waals (vdW) forces, with the most They have already shown great potential for electronic*' and
prominent example being graphene and graphite. The weak optoelectronic*” applications and by exhibiting enhanced
interlayer interaction leads to a natural structural separation of photocatalytic activity for water splitting®”** and photo-
the 2D sgl}g:)units in the lcgrystals, therefore making  the conductivity.*® Moreover, they may also offer a versatile
mechanical ™ or liquid-phase ~ exfoliation possible. playground for magnetism and spintronics in reduced

At the same time, the layered structure allows developing
rigorous screening criteria for exfoliability to be employed on
large materials databases—outlining data-driven high-through-
put investigations as an ideal tool for the discovery and design
of 2D compounds.”*™** Such studies predicted several
thousands of vdW 2D systems and were used to set up
computational databases.*' %%

Unexpectedly, a new direction in the research on 2D systems
was opened in 2018, after the experimental realization of
atomically thin sheets from non-vdW bonded compounds by a
special chemical exfoliation process.””*° The first representa-
tives of these non-vdW 2D materials were hematene and
ilmenene obtained from the earth-abundant ores hematite (a-

dimensions.”> The first studies mostly focusing on hematene
indicate, for instance, tunable magnetic ordering,29’30’40"m_47
as well as spin canting.*®
Although there have been significant experimental efforts to
: - : . 37,38,41,47,50 .
generalize recipes for their synthesis, computational
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Figure 1. Structural prototypes of non-vdW 2D materials. Atomic structures of (a) hematite (a-Fe,0;) and (b) ilmenite (FeTiO;), the first non-

vdW bulk materials with 2D analogues.zg’

30 Long (weak) bonds are highlighted in magenta, and short (strong) bonds are indicated in green as

obtained from PBE+U. For both prototypes, space groups (SGs), Pearson symbols (PSs), and Wyckoff positions (WPs) are indicated in the
respective boxes. In each case, the exfoliable [001] facet (monolayer) is indicated in the blue dashed frame leading to hematene and ilmenene 2D
materials. Colors: Fe, black; O, red; and Tij, light gray.49 The black line denotes the conventional unit cell. (c) Schematic workflow illustrating how
the candidate systems were obtained from the AFLOW ICSD database using structural information as an input.

design principles based on data-driven concepts for outlining
non-vdW 2D materials are still missing. It is obvious that the
descriptors developed for vdW-bonded systems are not
applicable, since they rely on identifying layered subunits in
the structure.

Here, we resolve this issue by screening the AFLOW
database® using the structure of the previously realized
representatives as an input and identify 28 non-vdW
potentially synthesizable 2D materials. We further show that
they exhibit a vast range of promising electronic, optical, and
magnetic properties, suggesting in particular spintronic
applications. The oxidation state of the cations at the surface
of the 2D slab is outlined as a key quantity determining the
easy exfoliation of the systems, thus providing an enabling
descriptor for the discovery of novel 2D materials.

B OUTLINING MORE CANDIDATES

Hematite and ilmenite, Fizgure la,pb—the first non-vdW
materials with 2D analogous™*°—can be used as a template
for screening the AFLOW-ICSD database containing ~60 000
compounds, Figure lc. This library primarily incorporates
materials realized experimentally. When closely investigating
the structure of the hematite and ilmenite prototypes, one
recognizes that the Fe—O bond lengths are strongly
anisotropic. As indicated in Figure la, for hematite, there are
three long (weak) bonds of 2.125 A and three shorter
(stronger) ones of 1.975 A highlighted in magenta and green,
respectively, for each Fe close to the exfoliation planes. When
slicing the structure between the Fe cations as indicated by the
blue dashed lines, one only cuts through the weak (long)
bonds. For any other surface termination, one would need to
break stronger bonds. For FeTiO;, the situation is similar
exhibiting Fe—O bonds of 2.246 and 2.103 A (see Figure 1b).
We believe that this natural separation of the bond strengths
together with electrostatic considerations is key to the
exfoliability of these materials. It is a characteristic of the
outlined prototypes and thus reveals their particular suitability
for the emergence of non-vdW 2D systems. (The Ti—O bond
lengths in FeTiOj; are also anisotropic amounting to 1.944 and
2.078 A. Ti is, however, not the terminating ion at the surface
of ilmenene as found consistently by experiment®® and
calculations. This is related to its higher oxidation state (Ti*"
vs Fe®"), making this configuration energetically unfavorable as
discussed in detail in the text below.) We thus look for other
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systems with the same structural prototype.sz’53 Two structures
are regarded to have the same prototype if their space group
(SG), Pearson symbol (PS), and Wyckoff positions (WPs)
match, which are indicated for a-Fe,O; (corundum) and
FeTiO; in Figure 1.

The search yields the 8 binary and 20 ternary oxides
(excluding P, As, and Sb, as these are not typical cation
species) listed in Table 1. (Structural data are retrieved via the

Table 1. Binary and Ternary Compositions with the Same
Structures as Hematite and Ilmenite®

binaries ternaries
composition mag. composition mag. composition mag.
ALO; (72) no MgTiO; (28) no CaSnO; (1) no
Fe,0; (63) yes FeTiO; (21) yes CdGeO; (1) no
Cr,0; (52) yes GeMgO; (7) no CdTiO; (1) no
V,0; (20) yes MgSiO; (7) no CoMnO; (1) yes
Ti,O; (15) yes GeMnO; (6) yes CuVoO, (1) no
Rh,0; (4) no MnTiO; (S) yes GeZnO; (1) no
Ga,0; (3) no NiTiO; (5) yes MnNiO; (1) yes
In,05 (3) no AgBiO; (2) no SiZnO; (1) no
BiNaO; (2) no SnZnO; (1) no
CoTiO; (2) yes TiZnO; (1) no

“Binary compositions with the same structural prototype as hematite
(a-Fe,0;) and ternary compositions with the same structural
prototype as ilmenite (FeTiO;) from the AFLOW- ICSD database.
The numbers in brackets after the compound formulas of each system
indicate the frequency of occurence in the database. Whether the
structure was found to exhibit magnetic moments is also indicated.

AFLOW APIs***° and web interfaces®" as well as the library of
crystallographic prototypes.*®) We decided to focus on oxides
since these are abundant materials and typically of high interest
for technological applications. For each composition, the listed
frequency of occurrence in the database (in brackets after the
formula) gives a first indication how common the system is.
These candidates are now investigated for the formation of the
corresponding 2D sheets perpendicular to the [001] direction
(called [001] facets) in analogy to the template systems. This
facet has been outlined as thermodynamically favorable for
hematene.””** Here, the monolayer structures according to
refs 29 and 30 and Figure lab are considered, which are
referred to as 2D systems in the following. This limit provides

https://doi.org/10.1021/acs.nanolett.1c03841
Nano Lett. 2022, 22, 989—-997



20

Nano Letters

pubs.acs.org/NanoLett

Selected Publications

2 p2a[* 4 ° 0.24 ° o 4
’ \ experimentally realized ’ [ eoe
—~ IR —~ termination 1:0 O termination 2:® ® )
< A N 38 = oo eee [ experimentally realized 3
< 0.16 i) -m--u A g E S 0.161 cation 1—>@ cation 2= O | E
Qo e _,—l/ N =2 @ 'ﬂ / a LA =2
- S h'e 2 % < [ % - . 7 /,,’h\ RN \\ 2 g
"2 \, AR 7/ . o . - W
Woog{| * PBEU Y Woes] AT e )Y e LN N
a7 s  SCAN 1 < g 'I/I/ S \\\\I’ ‘b:<‘;" \L\:" 1 <
Graphene ¥ w’ Graphene kil
<O£85é'_> 07|Z‘%(5'o‘§ o|8| ®‘§|§’a‘)mm|c c‘ 2‘N'§N
<mo|8|080 LL88(5§’§§§ n G

Figure 2. Exfoliation energies. Exfoliation energies of investigated (a) binary and (b) ternary systems for two different functionals. As a reference,

the exfoliation energy of graphene”>*®

is indicated by the dashed horizontal black lines. For the ternaries, the data for the slabs with the

energetically favorable termination are plotted, and the terminating element is underlined at the bottom axis. The inset indicates the two possible
terminations. In the case of GeMnO; (marked by “*”), PBE+U favors Mn termination, while for SCAN Ge termination is preferred. Note that, for
AL O3, BiNaO;, GeMgO3, and MgSiO;, PBE+U reduces to plain PBE. Data points for 2D systems realized experimentally*”*° are highlighted. The

dashed lines connecting the data points are visual guides.

an upper energetic bound to obtain 2D sheets from a given
material.*’

A recent study in ref 57 demonstrated that the relation
between the in-plane tearing energy and the out-of-plane
peeling energy controls the length to thickness aspect ratio of
liquid-exfoliated nanosheets, implying that layered materials
with large mechanical anisotropy prefer to yield nanosheets
with large aspect ratios. Similarly, one can expect that
nonlayered materials with anisotropic bonding schemes can
also be exfoliated into nonlayered quasi-2D materials according
to this assessment.’*® Such an exfoliation process might also
lead to surface passivation due to the liquid environment.”

B EXFOLIATION ENERGIES

The exfoliation energies AE, are computed as the energy
difference between relaxed 2D and bulk systems in accordance
with ref 59. This work demonstrated the strict equivalence of
the binding energy between facets/layers in the bulk and the
exfoliation energy from the surface of the material. The results
are presented in Figure 2. They were obtained by relaxing both
the ionic positions and the cell shape of the 2D sheets. In
Figures S1 and S2, a comparison of the calculated exfoliation
energies also including results from different functionals as well
as from relaxing different degrees of freedom of the systems is
presented showing that these 2D materials primarily gain
energy due to the ionic relaxation (see also the paragraphs on
structural properties below). For vdW bonded compounds,
relaxations of 2D substructures could be omitted when
calculating inter-layer binding energies,25 which is, however,
not a good approximation for the present non-vdW systems.
Note that, for the ternaries (Figure 2b), either of the two
cation species can be at the surface of the 2D slabs. The graph
includes the results for the energetically more stable
termination, and the respective terminating element is
underlined at the bottom axis. A plot comparing the exfoliation
energies obtained with the different terminations is given in
Figure S3.

The values are presented for the two DFT methodologies,
PBE+U and SCAN. The former is a standard approach for
transition metal based systems, which has been used in several
previous studies on hematene.””*** The latter is a more
sophisticated method, which has been demonstrated to

991

provide accurate structures and energies for diversely bonded
systems.”” Both approximations show similar trends and
magnitudes of the exfoliation energy with SCAN generally
giving higher values. As a reference, the AE, of graphene—
well-known to be exfoliable—which is found to be ~20 meV/
A? by both theory and experiment,”**" is also indicated.
While for all binary systems in Figure 2a the exfoliation energy
is considerably higher than for graphene, the value of 140
meV/A? computed for hematene with PBE+U nicely fits to
previously reported values (after accounting for the different
normalization by a factor of 2),*”** employing slightly different
computational parameters. Considering that hematene has
been realized experimentally, all other systems are also likely
exfoliable with Al,O; being a potential exception. The systems
with the lowest calculated exfoliation energies are close to the
limit deemed “potentially exfoliable” (upper bound for AE, of
130 meV/AZ) in ref 25, albeit in this study vdW bonded
materials were considered. A limit of ~200 meV/atom for
exfoliability has also been proposed,”® which corresponds to
about 2/3 of the value calculated for hematene.

As evident from Figure 2b, the ternaries show in general
smaller exfoliation energies in part even close to the graphene
reference, suggesting the feasibility of mechanical peel-off.
Importantly, the value becomes particularly small when the
element at the surface of the slab is in a low oxidation state as
indicated most prominently by AgBiO;, BiNaO;, and CuVO;,
where the surface Ag, Na, and Cu are in state +1. This pattern
can be understood from the fact that smaller surface charges
lead to weaker Coulomb-like interactions between facets. Also
Zn- and Fe-termination is energetically favorable, while Mg-
termination leads to the highest AE, among the investigated
ternaries, albeit smaller than for hematene, for which
exfoliation was achieved experimentally. This general behavior
has a strong effect on the magnetic properties, since it results in
the magnetic ions Mn**, Fe**, Co**, and Ni** terminating the
2D materials.

In conclusion, when comparing the results for the whole set,
the exfoliation energies vary by about an order of magnitude:
The highest value is obtained for AL,O; as 200 (250) meV/A*
from PBE+U (SCAN), whereas the lowest is calculated for
AgBiO; as 18 (34) meV/A% Thus, there is a pronounced
difference in the (mechanical) effort to exfoliate these systems.

https://doi.org/10.1021/acs.nanolett.1c03841
Nano Lett. 2022, 22, 989—-997
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Figure 3. Modification of structural parameters. Side views of the (a) initial and (b) relaxed unit cells of [001] hematene. Fe coordination
polyhedra are visualized in brown. Change of structural parameters for (c) binary and (d) ternary non-vdW materials upon exfoliation. The
modification of the in-plane lattice parameter is indicated by the red curves (left y-axis), while the thickness change is given by the blue curves
(right y-axis). The ternary data are for the energetically preferred slab termination. The dashed lines connecting the data points are visual guides.

While low surface energies for other compounds®” might
also suggest exfoliability, this is a necessary, but not sufficient,
condition. The bonding between the atoms after the
exfoliation and the reconstruction of the obtained sheets
defining its stability is also critical. As an example, NaCl
appears to have a very small surface energy® but is strictly
unstable as a freestanding 2D system. To verify the dynamic
stability of the outlined candidates in a high-throughput
fashion, 2 X 2 in-plane supercells are generated from the
relaxed structures with the atomic coordinates randomized
(Gaussian distribution, standard deviation 50 mA)®*®® and
reoptimized. In each case, the systems relax back to the
previously found structures, confirming their stability.

B STRUCTURAL PROPERTIES

The investigated non-vdW 2D materials show pronounced
structural modifications as compared to their bulk parents. In
general, systems compress laterally upon confinement into 2D
to compensate for the loss in the out-of-plane bonding by
stronger in-plane bonds. The present compounds, however,
expand. Figure 3a,b shows side views of the initial (as sliced
from bulk) and relaxed structures for hematene. The in-plane
lattice constants (thickness of the slab) as sliced from the bulk
Ay (dypa) and for the relaxed 2D systems a,p (d,p) are also
indicated. The relative change of a,, with respect to ay, is
depicted in Figure 3c,d (red curves) for PBE+U. An equivalent
plot for SCAN showing very similar trends and magnitudes is
included in Figure S4. For all systems, a strong expansion of up
to ~3% for V,0; is observed. The only exception is Rh,0j, for
which a small contraction of ~—0.5% is found.

The expansion correlates well with a corresponding vertical
contraction of the systems from dy to d,p (blue curves in
Figure 3c,d), which ranges up to ~35% for V,0; The
mechanism of this behavior can be understood from Figure
3a,b. In order to compensate for the dangling bonds created at
the surface cations upon exfoliation, the outer atoms move
toward the center of the slab during the relaxation, reducing
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the slab thickness. As a consequence, this exerts a stress onto
the plane of oxygen anions, causing the structures to stretch
laterally. For Rh,O;, the structure compensates for the
(smaller) vertical contraction by a twist of the coordination
polyhedra rather than a lateral expansion.

B ELECTRONIC PROPERTIES

A detailed presentation of all band structures and densities of
states is located in the Supporting Information (Figures SS to
$32), and here the main focus shall be on the band gaps.
Figure 4 shows the calculated band gap energies E,,, for all
bulk and 2D systems. While it is well-known that DFT—even
in the employed PBE+U scheme—in general has problems
predicting absolute gap values, the overall trends and
differences between similar systems are often still reliable.
We thus believe that the observed distribution of the gaps over
a wide range (from below 1 eV to almost 6 eV) is noteworthy,
pointing to the potential usefulness of these systems in, e.g,
optoelectronics. For Al,Oj, Cr,03, Fe,03, Rh,0;, and MgSiO;,
the 2D gap is considerably smaller than that in the bulk parent
system, which can be assigned to the emergence of surface
states in the gap upon exfoliation. For the other systems,
however, the two gaps are similar or the trend is reversed; i.e.,
the 2D gap is significantly larger than the bulk one as observed
for AgBiO;, FeTiO;, and SnZnOj;. This is likely associated with
the strong structural relaxation described earlier. When the
outer cations relax toward the planes of oxygen anions, Figure
3a,b, the electronic interaction is intensified, leading to larger
level splittings and thus an opening of the gap. This
interpretation is corroborated by the fact that for these three
systems according to Figure 3d a particularly large out-of-plane
contraction is found.

It shall also be highlighted that interesting linear band
crossings, i.e., Dirac-like points, are observed in the band
structures of 2D AgBiO; and BiNaOj at the high-symmetry K-
point (see Figures S13 and S14), warranting further

https://doi.org/10.1021/acs.nanolett.1c03841
Nano Lett. 2022, 22, 989—-997
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investigations on the potential topological nature of these
systems and other non-vdW 2D materials.

B MAGNETISM

These mainly transition metal based 2D systems are especially
interesting in terms of their magnetic properties as already
reported for hematene and ilmenene.””’® Table 1 also
indicates for which of the bulk parent systems a finite
magnetic moment is reported in the AFLOW database. Hence,
4 (7) of 8 (20) binary (ternary) systems are found to be
magnetic. While the standard workflow®® of AFLOW might be
biased toward ferromagnetic (FM) configurations with small
magnetic moments, we have further investigated the preferred
magnetic ordering according to the algorithm developed within
the coordination corrected enthalpies (CCE) method®”*® (see
Methods section for details). This ansatz reliably finds the
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antiferromagnetic (AFM) configurations of hematite and
hematene reported previously.*” Note that, for the 2D systems,
the size of the surface moments (outer moments) is generally
not equal to the ones within the slab (inner moments), and
hence the AFM configuration might have a small net moment.
This is particularly evident for ternary systems with two
different magnetic ions such as CoMnO; and MnNiOj.

The spin configurations found are indicated in Figure Sa—e,
and additional results including the energy difference AE =
Eem — Egy between the lowest energy AFM and FM ordering
and magnetic moments also including bulk reference data are
summarized in Table 2. Results for SCAN are included in
Section VI in the Supporting Information. The 2D materials
are primarily AFM with the exception of Cr,0; which
becomes FM (Figure Sa) upon confinement to 2D as noted
previously, albeit for oxygen terminated slabs.*® For Fe,O,, the

https://doi.org/10.1021/acs.nanolett.1c03841
Nano Lett. 2022, 22, 989—-997
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Table 2. Magnetic Properties”

mag. order type AE Hop
formula  bulk 2D bulk 2D Mg inner  outer
Cr,04 AFM EM —0.044 0.013 291 297 3.04
Fe,0; AFM AFM  —-0489 -0479 4.18 4.20 4.01
Ti,O4 AFM AFM  —0.893 -—0.094 0.87 0.89 0.74
V,0;, AFM AFM  —-0.013 -0.090 1.83 1.84 1.67

mag. order type AE Hiulk Hop

formula bulk 2D bulk 2D Ael. Bel inner outer
CoMnO; AFM AFM  —0.024 -0.062 2.77 3.07 3.12 2.72
CoTiO4 FM AFM  0.004 —-0.011  2.79 0.06 0.00 2.74
FeTiO; FM AFM  0.003 —-0.007 3.72 0.08 0.00 3.69
GeMnO, AFM  AFM  -0.041 -0.014 0.01 4.61 0.00 4.57
MnNiO; AFM  AFM  —0.054 -0.147 3.07 1.73 3.13 1.69
MnTiO; AFM AFM  —0.027 -0.018 4.60 0.02 0.00 4.55
NiTiO; FM AFM  0.001 —0.001 1.75 0.07 0.00 1.73

“Energetically preferred magnetic ordering type, energy difference AE = E,py; — Epy between lowest energy AFM and FM ordering in eV/formula
unit, and absolute magnetic moments for the inner and outer magnetic ions of the slab in yjy for the bulk and corresponding [001] facets. For
ternaries, the A element is the first cation species in the formula while the B element corresponds to the second. The terminating elements of the

slabs (outer ions) are underlined.

moments of the inner ions are antialigned to the ones at the
bottom and top, Figure Sb. On the contrary, for Ti,0; and
V,0; also the inner moments show AFM ordering, resulting in
the top and bottom moments being antialigned (Figure Sc).
For ternaries, only two types of magnetic configurations are
observed (Figures Sd,e). If two magnetic species are present as
for CoMnOj; and MnNiO3, the inner moments are AFM to the
outer ones. For the other cases with only one magnetic species,
the spins at the top and bottom are AFM. The surface
moments generally reduce by up to ~0.2 yi5 when compared to
their bulk references. The only exception is Cr,O3, for which
they are slightly enhanced.

Even with most systems being AFM, the preferred
termination of the 2D materials by the species in the lower
oxidation state causes the magnetic ions of the ternary systems,
ie, Mn>*, Fe**, Co*", and Ni*, to be at the surface. This
outlines an ideal playground for spintronics since the spin
polarization at surfaces can be accessed by techniques such as
spin-polarized scanning tunneling microscopy (STM) and
tuned by, e.g, adsorbates.*”®® While the 2D systems
themselves are found to be insulating, it has already been
demonstrated that, due to weak interactions, the electronic and
magnetic properties of hematene were well preserved on
Au(111)*—a prototypical substrate in surface science.

To underscore this point, Figure Sf—k presents the surface
spin polarization on an isosurface of the charge density for
CoTiO;, GeMnOj;, and MnTiO;. We decided to use the total
charge density to clearly indicate that the whole density is
strongly spin-polarized and not just a part of it within a certain
energy interval (as sampled by STM). For this, we have
studied the FM and AFM alignment of the surface spins in a 2
X 2 supercell, as the interplane couplings (see Figure Sa—e) are
regarded to be reliably determined from the study of the
structural unit cell. For GeMnOj, the surface moments couple
antiferromagnetically, whereas for the other systems FM order
is observed. As indicated in Figure 5, for CoTiO;, a positive
polarization reaching up to ~70% in a narrow region above the
Co centers is found. GeMnO; depicts a strong spatial variation
of the polarization from —86% to +86% due to the AFM in-
plane coupling. Finally, MnTiO; shows high positive values
extending over a larger spatial range above the Mn ions
compared to CoTiOj;, also reaching a maximum of +86%.
These examples showcase the versatile degree of surface spin
polarization that can be expected from non-vdW 2D materials
offering great potential for spintronic applications.
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B CONCLUSIONS

We have outlined a new set of non-vdW 2D materials by
employing data-driven concepts and extensive calculations. By
filtering the AFLOW-ICSD database according to the
structural prototype of the two first systems realized
experimentally, we have obtained 8 binary and 20 ternary
candidates. The oxidation number of the cations at the surface
of the 2D slab is identified as a suitable descriptor for
exfoliability, i.e., indicating easy exfoliation in the case of a low
oxidation state—a principle of likely high value for future 2D
materials discovery. In terms of the structure, the 2D systems
show a strong vertical contraction and lateral expansion as
compared to the bulk parents. The band gaps are distributed
over a large range, and potential topological features are
exhibited by several candidates. The magnetic properties are
especially appealing: while most spin-polarized systems show
AFM ordering, the magnetic ions are at the surface, which
leads to a very diverse set of surface spin polarizations,
foreshadowing potential applications in spintronics. Eventually,
surface functionalization by appropriate molecular adsorbates
can be a fruitful future direction to selectively enhance the
properties of the outlined compounds. We thus anticipate that
our study will prove useful for the discovery of new non-vdW
2D systems and will unravel the potential of this class of novel
materials.

B METHODS

The ab initio calculations for the exchange-correlation
functionals LDA,”*”" PBE,”> SCAN,” and PBE+U"""" are
performed with AFLOW’”’® and the Vienna Ab-initio
Simulation Package (VASP)”?™8 with settings according to
the AFLOW standard®® and the internal VASP precision set to
ACCURATE. For calculations with SCAN, projector-aug-
mented-wave (PAW) pseudopotentials® of VASP version 5.4
are used, and nonspherical contributions to the gradient of the
density in the PAW spheres are explicitly included for SCAN
and PBE+U. The [001] monolayer 2D facets are constructed
from the bulk standard conventional unit cell with the
respective AFLOW commands,*’ resulting in structures with
10 atoms, and at least 20 A of vacuum perpendicular to the
slabs are included. For the facets, both the ionic positions and
the cell shape are allowed to relax unless stated otherwise. The
AFLOW internal automatic determination of k-point sets is
used, and for the calculations of the 2D facets, the setting for
the number of k-points per reciprocal atom®® is reduced to
1000, resulting in I'-centered 10 X 10 X 1 grids.

https://doi.org/10.1021/acs.nanolett.1c03841
Nano Lett. 2022, 22, 989—-997



24

Nano Letters

pubs.acs.org/NanoLett

Selected Publications

The bulk and 2D candidate systems containing potentially
magnetic elements such as Ti, V, Cr, Mn, Fe, Co, Ni, and Rh
are rigorously checked for magnetism, using the algorithm
developed within the CCE method,””®® i.e., investigating all
possible FM and AFM configurations in the structural unit cell
for five different sizes of induced magnetic moments each. The
analysis is only applied to other systems when the standard
workflow of AFLOW®® resulted in finite magnetic moments
after the relaxation. Ferrimagnetic configurations, i.e., having
one moment antialigned to the other three in the unit cell, are
only checked for the bulk binary systems but never resulted in
the lowest energy configuration; hence, they are not
considered for the 2D facets and ternary systems. In each
case, the lowest energy magnetic state is used for the further
calculations.

The exfoliation energy is computed as

E,, — E
A Eexf — slab bulk

A (1)

where Eg,, and E, indicate the total energies of the relaxed
2D material and bulk, respectively, and A is the in-plane
surface area according to the relaxed bulk unit cell. As pointed
out in ref 59, the exfoliation energy from the surface of the
material is exactly equal to the binding energy between layers/
facets in the bulk.

The spin polarization is defined as

b ny —n
ntn 2)
where n; and n; correspond to up spin and down spin
densities, respectively. For the relaxed 2D systems, a static
electronic calculation on 2 X 2 supercells was carried out. FM
and AFM in-plane magnetic ordering was considered with the
size of the magnetic moments induced according to the lowest
energy magnetic configuration found for the structural unit
cell. In each case, due to the weak in-plane magnetic coupling,
the forces on the atoms and stress on the supercell were found
to be negligibly small in each case.

Numerical data for the exfoliation energies, structural
parameters, and magnetic properties are included in Section
VI in the Supporting Information.

B ASSOCIATED CONTENT
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A highly promising route to scale millions of qubits is to use quantum photonic
integrated circuits (PICs), where deterministic photon sources, reconfigurable
optical elements, and single-photon detectors are monolithically integrated
on the same silicon chip. The isolation of single-photon emitters, such as the G
centers and W centers, in the optical telecommunication O-band, has recently
been realized in silicon. In all previous cases, however, single-photon emitters
were created uncontrollably in random locations, preventing their scalability.
Here, we report the controllable fabrication of single G and W centers in silicon
wafers using focused ion beams (FIB) with high probability. We also implement
a scalable, broad-beam implantation protocol compatible with the
complementary-metal-oxide-semiconductor (CMOS) technology to fabricate

single telecom emitters at desired positions on the nanoscale. Our findings
unlock a clear and easily exploitable pathway for industrial-scale photonic
quantum processors with technology nodes below 100 nm.

Quantum technologies based on the generation and state manip-
ulation of single photons enable demanding applications™. A prime
example of this is linear optical quantum computation using boson
sampling, which requires only single photons and linear optical
components®?>. The front-runner demonstration is Gaussian boson
sampling with 50 single-mode squeezed states®. A general-purpose
photonic quantum processor can be built using fusing, cluster
states, and nonlinear units”®. The latter can be implemented
through photon scattering by a two-level quantum system (i.e., a
single-photon emitter) coupled to an optical cavity. State of the art
for deterministic single-photon sources corresponds to boson
sampling with 20 photons using quantum dots (QDs)°’. To ensure
indistinguishability, the same QD routes several photons into a
delay line. Delay lines up to 27 m can be realized on a single silicon
chip', which allows the interference of about 100 deterministic
photons. However, the scalability of millions of qubits is not rea-
listic with this approach.

Deterministic single-photon sources monolithically integrated
with silicon quantum PIC represent a new tool in quantum photonics",
complementing heralded probabilistic sources™ and offering very-
large-scale integration (VLSI)®. The strategic, long-term goal is the
implementation of a photonic quantum processor compatible with
present-day silicon technology. Most of the necessary components for
cryogenic quantum PICs are available nowadays, including super-
conducting single-photon detectors", delay lines'®, modulators®, and
phase shifters'. The practical implementation of this concept has been
largely hampered by the lack of controllable fabrication of single-
photon emitters in silicon™".

Recently, a broad variety of single-photon emitters have been
isolated in commercial silicon-on-insulator (SOI) wafers, including G
centers™”, W centers'®, T centers'’, some other unidentified damage
centers?’, and erbium dopants?®.

Particularly single G centers are carbon-related color centers
emitting in the telecom O-band™". The atomic configuration of the G
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center (Fig. 1a) has been revised several times. According to the latest
density functional theory calculations®, it consists of two substitu-
tional carbon atoms and one interstitial silicon atom in the config-
uration C; — Si; — C, distorted from the <(111) bond axis (Fig. 1a).
The spectroscopic fingerprint of the G center is a spectrally narrow
zero-phonon line (ZPL) at A =1278 nm in the photoluminescence (PL)
spectrum?. Another single-photon emitter in silicon is the W center
(Fig. 1a), which is ascribed to a tri-interstitial Si complex 1. Like the
aforementioned G center, it also possesses a single dipole emission,
which has been shown to be polarized along the (111) crystal axis,
revealing a ZPL at A, =1218 nm in the PL spectrum®.

Ensembles of the G and W centers in isotopically purified Si
crystals reveal extremely narrow linewidths of their ZPLs exceeding the
Fourier limit by a factor of two only, which implies marginal spectral
diffusion®. This makes the G and W centers very promising candidates
for the implementation of spatially separated emitters of indistinguish-
able photons, where the fine-tuning of the emission wavelength can be
implemented through the Stark effect or strain control?.

To date, the protocols for the creation of single-photon emitters in
silicon consist of either broad-beam implantation of carbon ions at a low
fluence (® ~10° cm™)" or medium-fluence implantation (® ~10“cm™)
followed by rapid thermal annealing (RTA)". In both approaches, the
process of creating single-photon emitters is not controllable, resulting
in emitters being created at random locations. This poses a major
obstacle to the realization of wafer-scale quantum PICs with mono-
lithically integrated and on-demand single-photon sources at desired
locations.

Here, we use a focused ion beam (FIB)?° to create single G and W
centers with a precision better than 100 nm. This concept is illustrated
in Fig. 1a. Confirmed by the PL spectra, we unambiguously find that in

a Creation Detection

G-center
\278 nm -

Carbon-rich

Fig. 1| Creation and detection of single G and W centers in silicon. a Schematic
of FIB implantation with Si*" ions and PL collection from single centers. The kinetic
energy of 40 keV corresponds to an average implantation depth R, =60 nm. Si
implantation into a carbon-rich and an ultrapure silicon wafer results in the for-
mation of the G and W centers, respectively. b Confocal ZPL (1278 nm) intensity
map of locally created G centers on an SOl wafer. The number of ions per spot
increases logarithmically from nominally 6 (row 1) to 570 (row 15). The pattern

W-center
1218 nm

the case of carbon-rich Si wafers, the Si implantation results in the
preferable formation of G centers (the left side of Fig. 1a). For ultrapure
silicon wafers and a larger number of Si ions per implantation spot,
interstitial complexes rather than G centers are formed, among which
are the optically active W centers (the right side of Fig. 1a). In addition
to that, we demonstrate large-scale, CMOS-compatible fabrication of
single G and W centers using broad-beam Si implantation through
lithographically defined nanoholes™.

Results
Creation of single G centers on the nanoscale
To create G centers in a commercial SOI wafer (IceMOS tech.), we per-
form FIB implantation with double-charged Si** ions (Fig. 1a). The resi-
dual carbon concentration is estimated to be in the range of 10" cm™".,
The Si ions with a kinetic energy of 40 keV are focused to a spot size of
about 50 nm. Using the Stopping and Range of lons in Matter (SRIM)
software®’, we calculate the lateral straggling to be +25 nm and the mean
implantation depth to be R, =60 nm. The overall spatial resolution is
better than 100 nm, both in-depth and laterally (Supplementary Fig. 1).

We generate a FIB pattern consisting of a frame with a dimension
of 200 x 200 pum? and 15 x 16 individual spots. The frame is created by
implanting Si ions at a fluence ® =1 x 10" cm™ The average number of
implanted Si ions per spot is the same in each row and increases
logarithmically from nig; = 6 Si ions for row 1 to ng; =570 Si ions for row
15. A detailed list of the averaged number of implanted Si ions (ng;) per
spot is given in Supplementary Table 1. We use the chess notation to
label each implanted spot.

After creating the FIB pattern, the samples are measured in a
home-built confocal scanning microscope at 7=6.3K under a con-
tinuous wave (CW) laser excitation at 637 nm (Supplementary Fig. 2).
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frame is created with a fluence ® =1x 10" cm™. The scale bar is 20 pm. The inset
shows photon emission from a single G center. The color scale is different from the
main panel to increase visibility. ¢ Second-order autocorrelation function g®(z)
obtained with no BG correction (#13). The red solid line is a fit to Eq. (1), yielding
22(0)=0.36 +0.06. The thin solid line is g2, () calculated according to Eq. (2).
The error bars represent standard deviation (SD).
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Fig. 2| Scalable fabrication of single G centers with sub-100-nm precision in an
SOI wafer. a Statistics histogram representing the probability distribution of the G
centers depending on the number of implanted Si ions. b The occurrence prob-
ability of G centers for FIB implantation (on average 25 Si ions per spot) and Si
broad-beam implantation (fluence 1x 10" ¢cm™) through PMMA holes (nominal
diameter 40 nm). The solid line represents the sub-Poisson distribution with =4,
as described in the text. ¢ Confocal PL intensity map of locally created G centers in
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an SOI wafer through a PMMA mask using broad-beam Si implantation. The nom-
inal hole diameter increases from 30 nm (row 1) to 400 nm (row 20). The PL is
collected using a BP filter A1=50 nm at A=1275 nm. The scale bar is 20 pm. The
inset shows four implanted spots with single and no G centers. d Second-order
autocorrelation function g?(r) obtained with no BG correction (#M3). The purple
solid line is a fit to Eq. (1), yielding g2(0) = 0.22 + 0.08. The thin solid line is g2(t)
calculated according to Eq. (2). The error bars represent SD.

Figure 1b shows a confocal ZPL map. To attenuate the background
(BG) contribution, which may be related to the presence of defect
states in the bandgap, we use a long pass (LP) filter (1>1250 nm) in
combination with a narrow bandpass (BP) filter (A1=1nm) whose
central wavelength coincides with the ZPL of the G center A =1278 nm.

To determine the number of G centers in the implanted spots, we
measured the second-order autocorrelation function g®(r) using
Hanbury-Brown-Twiss interferometry (Supplementary Fig. 2). The
collected photons are coupled to a single-mode fiber and split with a
50/50 fiber beam splitter. The photons are then detected with two
superconducting-nanowire single-photon detectors (SNSPDs) with an
efficiency >90% in the telecom O-band. The photon detection statistics
are recorded with a time-tagging device. An example of such a second-
order autocorrelation function from spot #13 is shown in Fig. 1c with no
BG corrections. It is fitted®

1
+

N @

g?(r)= % [1 —1+a)e i+ ae"%‘] .

Here, N corresponds to the number of single-photon emitters.
The fit to Eq. (1) yields g?(0) = 0.36 + 0.08 < 0.5 (N < 2). From the best
fit, we obtain the characteristic antibunching time 7; =10 ns. Because
of nearly negligible bunching in Fig. 1c, the parameters 7,2 7;and a> 0
cannot be determined with reasonable accuracy.

To increase the photon count rate and consequently decrease the
recording time of g(1) in Fig. 1c, we use a BP filter with A1=50 nm at
A=1275 nminstead of the narrow-band filter as in Fig. 1b. This results in
an additional BG contribution to the signal. The autocorrelation
function can be corrected due to the presence of the BG as**

g’ -a1-p%

~ @

B =

The constant factor p= (/- B)/I takes into account the count rate
from an implanted spot (/) and the BG, i.e., the count rate from the
location in the immediate surrounding the implanted spots (B).
According to the recent theoretical analysis, the single photon nature of
the emission is unambiguously confirmed if the second-order auto-
correlation function is zero after the BG and timesjitter corrections®?.
The correction due to time jitter (40 ps for the SNSPDs and 14 ps for the
time-tagging device) is negligible in Fig. 1c, as it is by more than two
orders of magnitude shorter than the 7; time. After the BG correction to

Eq. (2), we obtain g'2).(0) = O for spot #13 (thin solid line in Fig. 1c), which
unambiguously points to a single G center (N=1). Remarkably, this G
center demonstrates stable operation over hours, with no indication of
instability of either the ZPL intensity or the spectrally integrated photon
count rate (Supplementary Fig. 3). We note that the spectral resolution is
limited by our spectrometer and therefore no conclusions about the ZPL
spectral stability can be made. Using this approach, we determine the
number of single G centers in other implanted spots.

Fabrication statistics

The emission from single G centers is linearly polarized and equiva-
lently distributed across four subgroups in the (001) plane". As the
excitation energy (1.9 eV) is far above the Si bandgap (1.1eV), the PL is
expected to be independent of the weak elliptical polarization of the
excitation. As we collect PL without linear polarizers, we assume the
same detection efficiency for all four possible dipole orientations. We
assume that the count rate scales linearly with the number of color
centers® per implantation spot. To estimate an average count rate
from the single G center, we use

2ili —B)
ZiNi .

Is=

3

Here, /; is the count rate at the spot i in Fig. 1b obtained from a
Gaussian fit (Supplementary Fig. 3) and N, is the number of G centers
established from the BG-corrected autocorrelation function following
Eq. (2). We then estimate the number of the G centers in all implanted
spotsas N;=round[(/; — B)/I]. For instance, all spots with a count rate
in the range from 0.5/; to 1.5/; are ascribed to single G centers.

Figure 2a summarizes the statistical distribution of the number of
G centers (N) depending on the average number of implanted Si ions
(ng;). The mean value of N increases with ng; following a sublinear
dependence as expected". The reason is that higher implantation flu-
ence leads to higher crystal damage and, consequently, to a decrease
in available crystallographic sites suitable for the formation of G cen-
ters. According to the statistics histogram of Fig. 2a, the optimal
number of Si ions required to create a single G center is nig; = 25 (row 5).
The occurrence probability for a different number of G centers, in this
case, is presented in Fig. 2b (the red histogram data Si FIB). The
probability to create a single G center is as high as (62 +31)%, while
there is a lower but nonzero probability of creating multiple or no G
centers at the implantation spots. Though within the error bars, the
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Fig. 3 | Photoexcitation of G centers. a PL decay of the locally created G centers
obtained with an LP filter A>1250 nm (orange) and a BP filter A1=1nm at
Ac=1278 nm, corresponding to the ZPL of the G center (red). The solid lines are fits
to a bi-exponential decay. The excitation laser pulse at Aey. = 785 nm is also shown
for comparison (green). b Schematic representation of the excitation and recom-
bination processes of the G center (PLg) in the vicinity of bandgap defect states
(PLp). ¢ Count rate of a single G center as a function of the excitation power in the
presence of BG obtained with different optical filters: LP filter A > 1250 nm (orange),
BP filter A1=50 nm at 1=1275 nm (blue) and BP filter A1=1nm at A;=1278 nm
(red). The solid lines are fits to Eq. (4). d PL spectrum of a single G center, obtained
at P=100 pW. A multi-Gauss fit over the ZPL and PSB’s (blue solid line) yields a
Debye-Waller factor DW =20%.

distributions of Fig. 2a, b can be described by the Poisson function,
there is a strong indication that the experimental data deviate from it.
Considering that the G center is a composite defect consisting of three
atoms, we can reproduce the sub-Poisson statistics shown by the solid
line in Fig. 2b (Supplementary Fig. 4). The real formation process of the
G centers is much more complex than in our simplified model based on
a multi-step Si implantation process (Supplemental Material) and
beyond the scope of this work.

To analyze the BG contribution, we perform time-resolved PL
measurements with an LP and a narrow BP filter (Fig. 3a). The PL
spectrum, together with the filter transmission wavelengths, is shown
in Supplementary Fig. 5. The PL decay is fitted to a bi-exponential
function. The fast PL decay with a time constant of about 10 ns dom-
inates when the narrow BP filter is tuned to the ZPLY. Therefore, this is
associated with the G center. For the spectrally integrated decay, i.e.,
with the LP filter only, there is a slow contribution with a time constant
of about 70 ns. This is ascribed to the presence of defect states in the
bandgap, which are created during the fabrication of the SOI wafer.
The excitation and recombination processes involving the defect
states and G centers are schematically presented in Fig. 3b. This
explanation is also confirmed by the excitation power (P) dependence
of the PL count rate (/) for three different filter configurations (Fig. 3¢).
It is fitted to

1D

)= 1+py P

+SpA)P, “4)

where /(1) is the saturation count rate and Sp(1) is a spectrally-
dependent slope describing the BG contribution. The fit of /(P)
integrated over the ZPL and the phonon sideband (PSB), i.e., with a BP
filter 50nm, gives I;=13x10° counts per second. We find the
saturation excitation power for this case Py =110 pW, which can be
reduced using an optimum excitation wavelength according to the PL
excitation spectrum'*” (Supplementary Fig. 5).

Wafer-scale fabrication of single G centers

To reduce the BG in our commercial SOI wafers, a series of RTA and
furnace annealing (FA) experiments were performed (Supplementary
Fig. 6). We find that the most efficient reduction is obtained with RTA
processing at 1000 °C for 60 s. After optimizing the implantation and
annealing parameters, we demonstrate the controllable creation of
single G centers using a CMOS-compatible protocol. We first fabricate
a PMMA mask with lithographically defined arrays of nanoholes
(Supplementary Fig. 1) having different diameters (Supplementary
Table 2). Then, we perform a broad-beam implantation with Siions at a
fluence ® =1x 10" cm™ and with the same kinetic energy of 40 keV as
in the FIB experiments.

A confocal map of the G centers created in 20 x 20 nanoholes is
depicted in Fig. 2c. The PL count rate is spectrally integrated over the
ZPL and PSBs. As an illustration, we show the autocorrelation function
recorded at the spot #M3 with no BG correction (thick solid line in
Fig. 2d). The fit to Eq. (1) yields g®(0) =0.22 + 0.08 and after BG cor-
rection to Eq. (2) g2..(0) = O (the thin solid line in Fig. 2d), pointing to a
single-photon emission. Some other g?(r) measurements of single G
centers at different implanted spots are shown in Supplementary
Fig. 7. Based on the g®(r) measurements and calibrated count rate, we
find that more than 50% of the nanoholes with nominal diameters of 35
and 40nm (rows 2 and 3, respectively) contain single G cen-
ters (Fig. 2b).

Figure 3d shows a PL spectrum from the spot with a nominal
diameter of 40 nm (#M3). It consists of the ZPL at A; =1278 nm and the
PSB with a maximum at around 1290 nm". The Debye-Waller (DW)
factor, i.e., the probability of coherently emitting into the ZPL, is an
important characteristic of single-photon emitters for their applica-
tions in photonic quantum technologies. We find DW =19 +1%. This is
the largest value reported to date for individual G centers and is
comparable with a DW factor of an ensemble of G centers with an
optimized creation protocol®.

Creation of single W centers on the nanoscale
Finally, we turn to the controlled creation of W center emitters with
the ZPL at A,,=1218 nm. In order to locally write W centers, we use the
same procedure as for G centers in SOI, with the difference that the
substrates are now ultrapure Si wafers with negligible carbon content
(Fig. 1a). After implantation, the sample is annealed at 225°C for
300 s***, Figure 4a shows a confocal PL map of this pattern. A 50-nm
BP filter at 1225 nm is used to selectively collect the PL emission from
the ZPL and the first PSB of W centers. We optically resolve all the
implanted spots in row 15 (on average, 570 Si ions per spot) down to
only a few implanted spots in row 10 (on average, 113 Si ions per spot).
We show an autocorrelation measurement at a spot irradiated
with, on average, 384 Siions (#114) with no BG correction (Fig. 4b). The
dip at 7=0 indicates a countable number of W centers (N<5). We
observe a relatively high BG (Supplementary Fig. 8). A possible reason
is that we use an established annealing protocol optimized for a dense
ensemble of W centers®®, which might not be optimum for the creation
of individual W centers. Applying the BG correction procedure of Eq.
(2), we obtain g2)(0)=0.13" 2%, which indicates that, in fact, we have
single-photon emission from this spot. To find the power dependence
of the photon count rate from a single W center of Fig. 4c, we subtract
the BG contribution taken from the non-implanted area between the
nearest spots. A fit to Eq. (4) gives /,,,=3600 counts per second and

Nature Communications | (2022)13:7683



Annual Report IIM 2022, HZDR-123 31
Article https://doi.org/10.1038/s41467-022-35051-5
a b d = Ensemble of W centers
} £ (pattern frame)
. 1.0 %ﬁ ﬁ; =
: = t i g
2 o ‘E Single W center
M, 0.5¢ c || zrL #114
: B V 21| 1218nm
8 92n(0) g
o 0080 5 = 125 130 135
c Time, t (ns) e Wavelength, A (um)
@ 4K S
= % 100 [ BLE
2 e
S 2k 5 50
s BP 50 nm g
| o0 o o
0 1 2 3 4 5 0 1 2 3 4
12k Count rate (1/s) 16k Laser power, P (mW)

Fig. 4 | Single W centers in ultrapure silicon. a Confocal PL intensity map of locally
created W centers. The pattern frame is created with a fluence ® =1x10" cm™. The
PL is collected using a BP filter A1 =50 nm at A =1225 nm. The scale bar is 20 um. The
insets show the PL from two W centers (#C14) and a single W center (#114).

b Second-order autocorrelation function g?(r) obtained at the spot #14 with no BG
correction. The BG correction (thin solid line) gives g(czo’rr(O) = 0.13f8"1335. ¢ Count rate
of asingle W center after BG subtraction as a function of the excitation power, which

Number of W centers per spot

is measured with a BP filter A1 =50 nm at A =1225 nm. The solid line is a fit to Eq. (4).
d PL spectrum from the frame and a single W center (#114). Integration over the ZPL
and PSB yields a Debye-Waller factor DW =32%. The BG contribution is schemati-
cally shown by the shaded area. e The occurrence probability of W centers for FIB
implantation with, on average, 384 Si ions per spot. The solid line represents the
sub-Poisson distribution with u=4.8, as described in the text. The error bars
represent SD.

Po =810 pW (Supplementary Fig. 8), which is lower than the saturation
count rate of the G centers.

A PL spectrum from a single W center is shown in the lower panel
of Fig. 4d, which is similar to the PL spectrum of an ensemble of W
centers (upper panel of Fig. 4d). We find a DW =32%, which is sig-
nificantly larger than that for the G center. For low excitation powers
(P< Py), the PL spectrum and photon count rate remain stable over
one day of operation (Supplementary Fig. 8). For high excitation
powers (P> P,), we observe blinking of the ZPL. The origin of this
optical instability is beyond the scope of this work.

Two spots with implantation nig; = 384 (row 14) show a difference
in count rate, after the BG correction, of a factor of two, indicating that
one contains a single center (#114) and one contains two single centers
(#C14). This is in agreement with the corrected g‘czo)rr(O)=0.52:rO.15
indicating two-photon emission (Supplementary Fig. 9). The emission
from the W centers is linearly polarized either along the [110] or [110]
direction™ and, similar to the G centers, we assume the same detection
efficiency for both directions. Based on the g®(r) and the photon
count rate analysis of the implanted row 14, we find that, in a similar
way to Fig. 2b, the creation probability of a single W center is (56 + 28)%
(Fig. 4e). Thus, the analysis indicates that the W centers are created
with sub-Poisson statistics, as explained in Supplementary Fig. 4.

To demonstrate the wafer-scale fabrication of single W centers,
we use broad-beam Si implantation through nanoholes in a PMMA
mask. The implantation parameters (Si** with a kinetic energy of
40 keV, ® =1x 102 cm™2) and mask design (Supplementary Table 2) are
similar to those optimized for the fabrication of single G centers. A
confocal map of the W centers created in 20 x 20 nanoholes is depic-
ted in Fig. 5a. The PL count rate is spectrally integrated over the ZPL
and the first PSB. Because post-implantation annealing at 225 °C leads
to a high BG in Fig. 4a, no annealing is performed. Indeed, the BG in the
confocal map of Fig. 5a is significantly lower.

As an illustration, we show the autocorrelation function recorded
at spot #C13 (nanohole with a nominal diameter of 300 nm) without
BG correction (Fig. 5b). The fit to Eq. (1) yields g®(0) = 0.48 + 0.27. With
BG correction to Eq. (2), we obtain g2),(0)~0 demonstrating single-
photon emission. We note that the absence of annealing also leads to a
lower count rate from single W centers because the lattice damage
after implantation is not removed. The optimization of the annealing
conditions for the local creation of single W centers with a high photon
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Fig. 5 | Scalable fabrication of single W centers in ultrapure silicon. a Confocal
PL intensity map of locally created W centers through a PMMA mask using broad-
beam Si implantation. The nominal hole diameter increases from 30 nm (row 1) to
400 nm (row 20). The PL is collected using a BP filter A1=50 nm at A =1225nm. No
annealing is performed. The scale bar is 20 um. b Second-order autocorrelation
function g(1) obtained with no BG correction from the spot #C13. The green solid
line is a fit to Eq. (1), yielding g2(0) = 0.48 + 0.27. The thin solid line is g2 (7)
calculated according to Eq. (2). The error bars represent SD.

emission rate and low BG contribution is a technologically challenging
task and is beyond the scope of this work.

Discussion

In summary, we unambiguously demonstrate the controllable creation
of quantum telecom emitters based on single silicon-interstitial- and
carbon-related color centers in silicon wafers. These single-photon
emitters are created with a spatial resolution better than 100 nm and a
probability exceeding 50%. Using broad-beam implantation through
lithographically defined nanoholes, we demonstrate the wafer-scale
nanofabrication of telecom single-photon emitters compatible with
CMOS technology for VLSI. Our results enable the direct realization of
quantum PICs with monolithically integrated single-photon sources
with electrical control™. These findings also provide a route for the
quasi-deterministic creation of single G and W centers at desired
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locations of photonic structures®, tunable cavities*, and SOI
waveguides*. Furthermore, our approach can potentially be applied
for the controllable creation of other color centers in silicon, including
T centers with optically-interfaced spins®.

Methods

Samples

Two different sets of p-type silicon wafers are utilized for the experi-
ments. In the case of G centers, we performed our experiments on a
commercially available Czochralski (CZ)-grown <(110) -oriented SOI
wafer purchased from IceMOS Technology. This wafer consists of a
12-um-thick Si device layer separated by a 1-um-thick silicon dioxide
(SiO,) layer from the bulk silicon substrate. The double-side polished
315-um-thick substrate is cleaved into 5 x 5 mm? pieces. The as-grown
concentration of carbon impurities for this type of wafers is specified
to be higher than 10" cm™". To decrease the natural BG contribution,
we perform either FA or RTA in an N, atmosphere.

To investigate W centers, we use <100) -oriented single-side
polished, 525-pum-thick, ultrapure silicon substrates grown by the float
zone (FZ) technique. The residual concentration of carbon and oxygen
impurities is less than 5x10*cm™ and 1x10"cm?, respectively,
whereas the concentration of boron and phosphorous dopants falls
below 7 x10” cm™. To create the optically active W center, we per-
formed FA at 225°C for 300 s in an N, atmosphere following fabrica-
tion protocols optimized for an ensemble of W centers**,

FIB implantation

We used a customized Orsay Physics CANION Z31Mplus FIB system
with a liquid metal alloy ion source (LMAIS). The FIB system is equip-
ped with an in-house-fabricated Aug,Si;g ion source, which provides a
focused ion beam with a diameter of roughly 50 nm*2. The small focal
spot of the FIB offers fast, flexible, maskless, and spatially resolved
targeted positioning of the implanted ions at the nanoscale. Addi-
tionally, the system is equipped with a Wien ExB mass filter to block
different ion species and charge states emerging from the ion source.
The double-charged Si** ions with a nominal beam current between 1
and 2.5pA have a kinetic energy of 40keV (at 20kV acceleration
potential).

For the FIB implantation of single G and W centers, a custom pat-
terning file is created for both the frame and the single dot arrays,
respectively. The frame is implanted with a constant fluence @ - 10" cm™
to intentionally create a dense ensemble of color centers for reference
and alignment purposes. For the individual single dot arrays with 15 x 16
irradiation spots (vertical and horizontal spacing 10 pm), the number of
ions per spot is targeted to be between 6 to 570 with logarithmic
incremental steps. The implanted number of Si ions is controlled by the
dwell time, such that the desired dose of Si ions is reached.

Broad-beam implantation

SOI wafers are processed using an RTA at 1000 °C for 3 min under an
N, atmosphere, 15 min of piranha (3 parts H,SO, : 1 part H,0,) cleaning
is performed to remove residual carbon- and oxygen-terminate the
sample surface. Prior to resist spin coating, the samples are ultra-
sonically cleaned in acetone, rinsed in IPA, and blown dry with N,. Next,
a layer of positive micro resist (PMMA, 950K A6) with a nominal
thickness of ¢ =324 nm is spin-coated on the wafer as an implantation
mask. Subsequently, the sample is baked on a hot plate for 5 min at
150 °C. The nanohole patterns, containing 20 x 20 of variable dia-
meters d ranging from 30 to 400 nm, were transferred to the photo-
resist by electron beam lithography (EBL) utilizing a Raith 150TWO
system. To tune the number of implanted Si ions through different
nanoholes, we vary the nominal nanohole diameter while keeping the
EBL dose constant. The overall design, including the lateral 10 pm
pitch between all nanoholes, was chosen for comparison and con-
sistency with the irradiation pattern used for the FIB writing. During

the EBL process, the following parameters are used: 20 kV acceleration
voltage, 0.25nA current, 30 um aperture with a base dose of
820 pC - cm2 After the EBL, the PMMA is developed with a mixture of
DI-water and isopropyl alcohol (3:7) for 30 s followed by an isopropyl
alcohol stopper for 30 s, the samples are then dried with pressurized
nitrogen. To create single G centers for VLSI, we use broad-beam
implantation with Si** ions (energy 40 keV) through the micro resist
mask with a fluence of ®=1x10"cm™2 at §=7tilt to avoid ion chan-
neling. After the lift-off process, ultrasonication in acetone for 3 min is
applied to remove the residuals of PMMA, followed by washing in
isopropyl alcohol and blow-drying under a stream of nitrogen gas.
According to SRIM calculations™, the R, of 40 keVSi** in PMMA is
~100 nm. Therefore, ions only reach the substrate through the holes in
the mask. To prevent the unwanted creation of other types of emitting
color centers, no post-irradiation annealing treatment was performed.

Data availability

The experimental data are available upon request.
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ABSTRACT

We experimentally demonstrate the generation of spin-wave frequency combs based on the nonlinear interaction of propagating spin waves
in a microstructured waveguide. By means of time- and space-resolved Brillouin light scattering spectroscopy, we show that the simultaneous
excitation of spin waves with different frequencies leads to a cascade of four-magnon scattering events, which ultimately results in well-
defined frequency combs. Their spectral weight can be tuned by the choice of amplitude and frequency of the input signals. Furthermore, we
introduce a model for stimulated four-magnon scattering, which describes the formation of spin-wave frequency combs in the frequency and

time domain.

Published under an exclusive license by AIP Publishing. https://doi.org/10.1063/5.0090033

Frequency combs have been attracting interest in multiple fields of
research in the last few decades. For example, optical frequency combs
have had great impact on metrology, as they have led to a significant
enhancement in the precision of frequency measurements.' ~ In solid
state magnetism, several mechanisms are known to cause frequency
spectra with equidistantly spaced spin-wave (SW) modes, by means of
nonlinear interactions known as modulation instabilities." '’ These
were often discussed in the time domain, as they were found to cause
soliton formation. In addition, frequency mixing of two independently
excited quasi-uniform modes has been studied in magnetic thin films
leading to the generation of additional equidistantly spaced modes.' "
Very recently, micromagnetic simulations have shown the generation of
magnonic frequency combs by nonlinear three-magnon scattering of
spin waves interacting with the intrinsic modes of magnetic
skyrmions."*

In microstructured magnetic waveguides, the process of four-
magnon scattering (4MS) has been reported to populate a continuum
of SW states in frequency ranges of up to several GHz around a

15-17

strongly driven mode. 4MS commonly describes the decay of two
initial magnons, the quanta of SWs, into a pair of secondary magnons
with different energies and momenta while conserving total energy
and momentum.'”'® 4MS is often considered parasitic and undesir-
able,'”*' since it leads to additional damping of a strongly populated
SW mode by coupling to the continuum of thermally populated states
within the SW band.""'"**

In this Letter, we take the active control of 4MS in order to create
tunable SW frequency combs. Those have significant impact on both
fundamental and applied physics, as the superposition of frequencies
and associated wavevectors allows one to create specific high-
wavevector magnons, which could not be readily created with typical
geometries. In terms of applications, this frequency comb creates a
series of microwave pulses in the time domain, where the width of each
pulse can be significantly adjusted by changing the amplitude of the ini-
tial signals. Furthermore, our results experimentally demonstrate the
efficient downconversion of spin-wave frequencies, which is important
for the integration of magnonic devices into different environments, an

Appl. Phys. Lett. 121, 112404 (2022); doi: 10.1063/5.0090033
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issue currently addressed by multiple complex approaches including
the modulation of optical frequency combs,” superconducting qubits
in cavities,”* and electronic circuits.”’ Finally, we explore the timescale
of the nonlinear responses, a topic not substantially addressed in earlier
works.

We experimentally demonstrate the generation of such a fre-
quency comb by exciting SWs in a Co,sFe;s microconduit™ > with a
width of 3 um, a length of 60 m, and a thickness of 30 nm, as shown
in Fig. 1(a).”” Two 1 1m wide microwave antennas, referred to as RF1
and RF2, are patterned on top of the magnetic waveguide. Connecting
the antennas to two microwave sources allows for the independent
excitation of SWs at potentially different power levels Prp; and
Pgrps. In the following, SWs generated by RF1 (RF2) will be referred
to as mode a; (a,) with frequency frr1 (frr2) and wave vector k;
(ky). In all measurements, an external in-plane magnetic field of
B = 46 mT is applied, which is not sufficient to fully saturate the
waveguide perpendicular to the transport direction but still yields
long SW decay lengths, as reported for a similar geometry in.'”*
Note, however, that the non-collinearity at the edges of the sample
is not essential for the emergence of 4MS, which is possible also in
fully saturated specimens.’’ The green dot in Fig. 1(a) indicates the
position of the probing laser spot of the utilized Brillouin light
scattering microscope (UBLS) on the sample.”’ All spin-wave spec-
tra were obtained from the same position. The inelastically scat-
tered laser light, obtained at the measurement position, was
analyzed using a tandem Fabry-Pérot interferometer.

Figure 1(b) shows the dispersion relation of the lowest order
waveguide mode (n=0) of the investigated sample, calculated

. SWhandgap
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FIG. 1. (a) Scanning electron micrograph of the SW waveguide. SWs with frequen-
cies fzry and fre; Were excited by the antennas RF1 and RF2, respectively. All
measurements were performed in 1 um distance to the left edge of RF1 as indi-
cated by the green dot. (b) Dispersion relation of the lowest order waveguide mode
in the investigated sample. Circles and arrows illustrate a four-magnon scattering
process: two excited magnons with fze1 scatter into a pair of secondary magnons
with f~ and f . (c) Energy-time diagram illustrating how spontaneous 4MS popu-
lates the SW band. (d) uBLS spectra measured in the SW waveguide only exciting
with RF1 (CW) at two different powers. (e) Energy-time diagram for stimulated
4MS. (f) uBLS spectrum measured when exciting with RF1 and RF2 (both CW)
simultaneously.
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according to the formalism of Kalinikos and Slavin.”” The SW
bandgap for the investigated sample was found to occur below a fre-
quency of 8 GHz.

Additionally, Fig. 1(b) illustrates the process of spontaneous
4MS,"”"” which causes the parametric generation of pairs of second-
ary magnons above a critical SW amplitude. Using the notation of
nonlinear SW theory,'™”’ we describe the current state (phase and
oscillation magnitude) of a SW mode as a time-dependent complex
amplitude variable a,,(t) (with some mode index v), classical analog to
bosonic creation, and annihilation operators 4, in second quantiza-
tion. When a mode a; is excited above a certain threshold amplitude,
its energy redistributes within the SW band via scattering of two initial
magnons a; characterized by f; = frr1 and k; into a pair of secondary
magnons a;, (f*, k") and a_ (f, k) under the conservation of
energy and momentum. The states a, and a_ can be located all across
the respective SW sub-bands f* and f~ as schematically shown for
spontaneous four-magnon scattering in Fig. 1(c).

The rates day/dt for these scattering processes describe the
change in amplitudes of the participating modes a; over time and can
be derived using the Hamiltonian formalism for nonlinear SW
dynamics,' "

a Hint
da;,
(1)

In Eq. (1), the SW dispersion w(k), the linear damping I'(k)
= aw(k) with o = 0.004 typical for Co,sFe;s, a phenomenological
term for thermal population ay g, = i/Ngme %, the pump field
bre i, and the interaction Hamiltonian H;y are included. Since in our
experiments f;/2 = frr1/2 is located in the SW bandgap, resonant
three-magnon scattering is prohibited and is, thus, excluded.'”'*
Therefore, the lowest order of interaction to be considered for our
calculations is the decay of a; into the final states a. and a_, and the
corresponding Hamiltonian is written as

Hint =~ HW = Z Wii>+_uiaiaiu’i. 2)

i

dak

- —io(k)ay — T(K)(ak — axm) + iybrej - e %t — i

The rates given in Eq. (1) depend on the coupling coefficients
Wii+— between the different modes as well as the amplitudes of the
three modes a;, a,, and a_."* As the coupling coefficients are inversely
proportional to the wave-vector mismatch of the participating
modes,'”'? the delay time for populating secondary modes via 4MS
scales with the frequency spacing Af = [f* — fgpi1], as illustrated by
dashed lines in Fig. 1(c). This delay time can be understood as the
time needed to compensate for the intrinsic damping of the secondary
states.

Figure 1(d) shows the anti-Stokes side of uBLS spectra that was
measured when exciting SWs with antenna RF1 at a fixed frequency
frer = 9.25 GHz using two different pumping powers. At low powers
(orange line), the SW spectrum shows a single symmetric peak at fzr;.
When increasing the pumping power above the threshold for 4MS
(black line), a broadening of the peak is measured as a consequence of
the energy redistribution caused by spontaneous 4MS.

For the generation of a SW frequency comb with a well-defined
frequency spectrum, we need to actively increase the scattering rate
into one specific scattering channel f;" or f,~, which has to be located
in the scattering ranges f* or f, respectively. Using antenna RF2, a

Appl. Phys. Lett. 121, 112404 (2022); doi: 10.1063/5.0090033
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second magnon state can be populated at frg 7 frp1 as shown in
Fig. 1(e), which acts as a seed mode. Considering frr; = f(a;) and
frrz =f(a_) =f], the nonlinear coupling between both states
increases according to Eq. (2). Hence, the rate for frr; magnons to
scatter into the frp, state is enhanced as indicated by the red circles in
Fig. 1(e). Furthermore, a third mode is generated at f(a )= f;"
= frer + Af with Af = |fre1 — frez| [blue circles in Fig. 1(e)] in order
to conserve the energy of the two initial magnons at frg;.

By actively populating the seed mode (a_), we control all fre-
quency channels of the scattering process. We refer to this process as
stimulated 4MS, similar to the process of stimulated three-magnon
scattering as shown in Ref. 33.

As depicted in Fig. 1(e), higher order scattering processes then
lead to the formation of a SW frequency comb. The secondary modes
a_and a, at f;” and f;7 take the role of initial and seed modes in new
scattering events. Therefore, higher order processes are stimulated,
e.g., with two magnons at f;~ scattering into the states at fzr; and f; .
In Fig. 1(e), this is illustrated by an additional mode at f,~ (violet circle)
that appears with equidistant frequency spacing but at a later time.
The higher order processes need to compensate the intrinsic damping
of the participating states, which causes an increasing delay time, as
indicated by the slope of the dashed line.

One example of a measured SW frequency comb is shown in
Fig. 1(f). The initial mode is pumped at fzr; = 10 GHz using antenna
RF1 while the seed mode is provided by antenna RF2 at frp, = f~
= 9GHz. In addition to those two frequencies, the BLS spectrum
shows very distinct peaks at f;” = 11 GHzand f, = 8 GHz.

In order to demonstrate the high degree of tunability of SW fre-
quency combs, we measured uBLS spectra with a fixed frequency of
the initial mode frrp; = 10 GHz but varying frequency of the seed
mode frp, between 8 and 12 GHz. The microwave powers of RF1 and
RF2 were kept at constant values of Ppp; = Prpz = 10 dBm. The
resulting BLS spectra are plotted in Fig. 2(a), with the SW intensity
color coded on a logarithmic scale. The horizontal and diagonal white
dashed lines indicate the applied frequencies frr1 and frra. As frr is
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FIG. 2. (a) uBLS spectrum plotted as a function of the input frequency of RF2
(CW) while the frequency of RF1 (CW) was fixed at 10 GHz. Both antennas were
set to a constant input power of 10dBm. The frequency of RF2 was swept from
8 to 12 GHz. (b) Examples of the BLS spectrum measured for RF2 set to 9.5 GHz
(red) and 11 GHz (blue). The dashed lines indicate the continuum of states excited
by 4MS.

Selected Publications

scitation.org/journal/apl

varied continuously to cross fr1, the frequency gap Af = |frr1 — frr2|
decreases up to frrz = fren = 10 GHz and then increases again.
Depending on the value of Af, different numbers of indirectly excited
SW modes are measured. All detected intensities appear above a fre-
quency of 7 GHz, which is in qualitative agreement with the obtained
SW bandgap in Fig. 1(b). Figure 2(a) demonstrates that the additional
frequencies, observed in our experiments, strictly follow the spacing of
the two driving frequencies f; and f, (dashed lines).

Figure 2(b) shows individual BLS spectra measured for frp;
= 9.5GHz (red) and fzr» = 11 GHz (blue), highlighting the different
frequency spacing between neighboring modes of 0.5 and 1GHz,
respectively. In addition to the SW frequency combs, we measure a
continuous background from the SW band between 8 and 12 GHz, as
depicted by dashed lines. This demonstrates that both mechanisms of
spontaneous and stimulated 4MS take place at the same time. We note
that, in addition to the coupling efficiency discussed earlier, the experi-
mental observation of the continuum of SW states is limited toward
lower frequencies by the SW bandgap (in our case between 7 and
8 GHz) and toward higher frequencies by the scattering geometry of
the uBLS setup.'”'*"!

According to Egs. (1) and (2), the population rate of secondary
states via 4MS increases with increasing driving powers or amplitudes.
In order to investigate the power dependence of stimulated 4MS, we
fix the excitation frequencies of a; and a, at frr; = 10 GHz and
fre2 = 9.5 GHz, respectively. In addition, we fix the pumping power
of mode a, at Pgp; = 4.6 dBm, whereas mode a, is pumped with
varying microwave powers Pgp, ranging from 4.6 to 23 dBm. The
measured pBLS spectra as a function of Prp, are shown in Fig. 3(a)
with the BLS intensity color coded on a logarithmic scale. As expected,
the intensity of a, at frg continuously grows with increasing pumping
power Pgp, whereas only a minor increase in the intensity of a; (fzr1)
can be observed. In addition to the increase in the intensity of a,,
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FIG. 3. (a) uBLS spectra measured as a function of the microwave power Pggy
pumping mode a, at a constant frequency fre; = 9.5 GHz (CW). Mode a; is
excited at a constant power Pgey = 4.6 dBm and constant frequency fge
= 10 GHz (CW). (b) Power dependent intensities evaluated for the different modes
at 9GHz (triangles), 9.5 GHz (circles), and 10 GHz (crosses). The intensity of the
continuum of spontaneous 4MS (squares) is extracted for 9.25 GHz (dashed line in
a). Lines are just a guide to the eye to highlight different slopes measured below
and above 12 dBm.
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additional modes at 8.5, 9, and 10.5 GHz appear in the spectra, espe-
cially for larger values of Pgp,.

The dependence of the SW spectra with respect to Prp, is dis-
cussed further with Fig. 3(b), where the intensities extracted at 10 (ay,
crosses), 9.5 (a, circles), 9 (triangles), and 9.25 GHz (4MS, squares)
are plotted. The signal at 9.25 GHz represents states in the continuum
of the SW band that are only excited by spontaneous 4MS.

Interestingly, the intensity of mode a; (crosses) is not constant
despite its fixed excitation power of Prpy = 4.6 dBm. Its intensity
remains on the same level up to Pgp; = 11.5 dBm and then increases
to values larger than those initially measured for Pgp, = 4.6 dBm.
This development of the intensity of a;, shows that we can distinguish
different scattering regimes.

For Prp, < 11.5 dBm, spontaneous 4MS of both modes a; and
a, into the continuum of the SW band is the dominant scattering
channel. Since a, is provided with more and more energy by the
increasing microwave power, its intensity rises rapidly, which directly
leads to a strong increase in the intensity of the continuum of the SW
band [squares in Fig. 3(b)].

For Prp, > 11.5 dBm, stimulated 4MS is the pronounced scatter-
ing channel, and spontaneous 4MS plays a minor role only. Since
mode a, [circles in Fig. 3(b)] is pumped much stronger than a,
(crosses), a, can be assigned as the initial mode and a; the seed mode.
As a result, two magnons at f; = frr, = 9.5 GHz scatter in one mag-
non at f;” = frp1 = 10 GHz and one at f;” = 9 GHz (triangles). This
not only leads to a rapid increase in the intensity at 9 GHz above the
level of 4MS but also to an increase in the intensity of a; (fgr1). Even
though the intensity of a, continues to increase due to the larger
pumping powers, it never exceeds the intensity of mode a;. This is
quite remarkable since at Prp; = 23 dBm, 4, is pumped significantly
stronger than a; (Prp; = 4.6 dBm) and still their intensities remain
on the same level. This demonstrates the high efficiency of stimulated
4MS: most of the energy of mode g, is redistributed within the modes
of the SW frequency comb. Hence, spontaneous 4MS is less pro-
nounced as for Pgp; < 11.5 dBm and the intensity of the continuum
[squares in Fig. 3(b)] increases at a much lower rate.

The mechanism of stimulated 4MS, outlined in Fig. 1(e), gener-
ates a SW frequency comb in terms of a temporal cascade of 4MS
events that populate discrete modes in the SW band. To experimen-
tally investigate this temporal evolution, we use time-resolved BLS
microscopy (TR uBLS).”

First, we investigated the temporal response of the system to a
single microwave pulse at fgr; = 8.5 GHz. The pulse width was set to
150 ns with a rise time of 3 ns and a repetition period of 200 ns. The
first 40 ns of the measurement are shown in Fig. 4(a). The microwave
pulse sets in after 17 ns, accompanied by the characteristic frequency
broadening of 4MS. Interestingly, it takes up to 6 ns after the onset of
the SW pulse for the frequency distribution to reach a dynamic equi-
librium and fill states of the continuum with frequencies ranging from
7 to almost 10 GHz. The diagonal dashed lines highlight that modes in
the continuum with smaller frequency spacing to the directly excited
mode are populated much faster than modes with larger frequency
spacing [also see Fig. 1(c)].

Figure 4(b) shows a TR uBLS spectrum measured for a continu-
ously excited initial mode at frr1 = f; = 8 GHz and a pulsed seed
mode at frp, = f;" = 8.5 GHz starting at 15 ns with respect to the dis-
played time window. Here, the additional secondary mode a_ at
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FIG. 4. (a) TR 1BLS spectrum measured when exciting SWs with a single RF pulse
at f; = 8.5 GHz (only the first 40 ns are shown). (b) TR ©BLS spectrum measured
when pumping the initial mode at fzry = 8 GHz (CW) and exciting the seed mode
at frr, = 8.5 GHz by a microwave pulse. (c) Temporal profiles of modes of the
frequency comb obtained by the analytic model in Eq. (1). (d) First 5 ns of the 150 ns-
long time profile of m, and (e) FFT showing the simulated SW frequency comb.

7.5 GHz is measured simultaneously to the seed mode. Higher order
modes at 7, 9, and 9.5 GHz are measured with larger time delays,
depending on their frequency spacing to the initial mode.

These measurements demonstrate that in both cases, a certain
time is needed to populate additional states via nonlinear interactions.
The observed time delay is in agreement with nonlinear SW theory'*
and has also been reported in previous experimental studies.”* The
experimental findings in Fig. 4(b) indicate an increase in nonlinear
mode coupling for the case of stimulated four-magnon scattering com-
pared to spontaneous four-magnon scattering.

Figure 4(c) shows the results of the calculations based on Eq.
(2) for a continuously driven initial mode at 8 GHz (black line)
and a pulsed secondary mode at 8.5 GHz setting in after 10ns. A
set of seven rate equations was solved, referring to SW modes rang-
ing from 6.5 to 9.5 GHz in 0.5 GHz steps. For simplicity, only five
of these modes are shown by the modulus square |a;|*, which cor-
responds to the SW intensity and is proportional to the photon
counts in our time-resolved BLS experiments. We note that the
delay times obtained analytically are in qualitative agreement with
those obtained experimentally in Fig. 4(b).

In the time domain, a superposition of several modes translates
into a time-modulated amplitude, which enables, e.g, optical
frequency combs to bridge the gap between optical and microwave
frequencies.”” In order to demonstrate a similar behavior for the
observed magnon frequency combs, we investigated the temporal evo-
lution of the magnetization in micromagnetic simulations using
MuMax3' " with material parameters and grid size listed in Ref. 36.

In the simulations, the excitation field was strictly localized to the
area of the two antennas in order to investigate the interaction of
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propagating waves and avoid any far-field excitations of the antennas.
The excitation frequencies of RF1 and RF2 were set to 8 and 8.5 GHz,
respectively, with field amplitudes of 1 mT. The temporal representa-
tion of the simulated SW frequency comb is displayed in Fig. 4(d) in
form of the amplitude of the dynamic component of the magnetiza-
tion, m,(t). Here, we confirm a temporal modulation of the amplitude
by 80% with a 2ns period, which corresponds to the inverse of the
0.5 GHz frequency spacing between the two input frequencies. Figure
4(e) shows the fast Fourier transform (FFT) of m,(t). The resulting
spectrum  exhibits multiple SW modes in addition to the directly
excited modes at 8 and 8.5 GHz, resembling the measured SW fre-
quency comb.

In conclusion, we observed the formation of spin-wave frequency
combs generated by the nonlinear interaction of propagating spin
waves excited at two different frequencies in a magnon conduit. A
variety of spin-wave modes can be observed, whose frequency spacing
and amplitudes were exemplarily manipulated by varying the fre-
quency and power of one of the applied microwave currents. The
underlying mechanism can be understood in terms of stimulated four-
magnon scattering, which was found to be the dominant process in
the performed experiments. We propose that this effect can be utilized
in any magnetic material and/or geometry as long as four-magnon
scattering occurs.
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ABSTRACT: Enhanced interstitial diffusion in tin is a phenomenon often
observed during ion-beam irradiation and in lead-free solders. For the latter, this
not very well understood, strain-driven mechanism results in the growth of
whiskers, which can lead to unwanted shorts in electronic designs. In ion-beam
physics, this phenomenon is often observed as a result of the enhanced formation
of Frenkel pairs in the energetic collision cascade. Here, we show how epitaxial
growth of tin extrusions on tin-oxide-covered tin spheres can be induced and
simultaneously observed by implanting helium using a helium ion microscope.
Calculations of collision cascades based on the binary collision approximation and
3D-lattice-kinetic Monte Carlo simulations show that the implanted helium will
occupy vacancy sites, leading to a tin interstitial excess. Sputtering and phase separation of the tin oxide skin, which is impermeable
for tin atoms, create holes and will allow the epitaxial overgrowth to start. Simultaneously, helium accumulates inside the irradiated
spheres. Fitting the simulations to the experimentally observed morphology allows us to estimate the tin to tin-oxide interface energy
to be 1.98 ] m™2 Our approach allows the targeted initiation and in situ observation of interstitial diffusion-driven effects to improve
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the understanding of the tin-whisker growth mechanism observed in lead-free solders.

1. INTRODUCTION

The growth of tin whiskers has been extensively studied over
the last 70 years and has increased even more in recent years
due to the ban on lead-containing solder."”” One reason is that
alternative solder formulations are prone to whisker
formation.”* The detailed mechanisms of whisker growth are
still under discussion, especially the source of point defects and
their kinetics.’~” At room temperature, tin whisker growth
takes weeks or even months, which makes experimental studies
time-consuming. Point defect creation by ion irradiation can
considerably accelerate the kinetics of the growth of extrusions.
On the other hand, high-fluence helium implantation into
semiconductor materials and metals causes bubble and blister
formation,®™** serving valuable insights for first wall fusion
reactor materials research.'* Furthermore, ion irradiation of
nano-objects can considerably change their shape due to
mechanisms like ion-beam hammering,15 ion-induced shaping
of buried particles,"® or ion-induced viscous flow of nano-
pillars."” These shape changes are mainly driven by the kinetics
of defects generated by collisions of atoms with energetic ions
and recoils. Defect generation by electron irradiation can also
cause shape changes of nanoobjects.'®

Here, we report on an interesting observation during
medium-fluence He" irradiation of micrometer-sized tin
spheres. The experiments were carried out with gas-field-ion-
source-based focused He" irradiation using helium ion
microscopy (HIM). This approach enables the in situ

© 2022 The Authors. Published by
American Chemical Society

7 ACS Publications

observation of the ion-induced shape transformation of Sn
micro-spheres with sufficiently high resolution. To explain the
observed shape changes, one needs to consider He
implantation into the Sn micro-spheres, causing ion-beam
mixing and the production of Frenkel pairs, as well as the
subsequent He nano-bubble formation. To better understand
the He*-irradiation-induced morphology changes of Sn spheres
caused by the kinetics of point defects (He-interstitials, tin
interstitials, and tin vacancies), we have developed an
appropriate diffusion-reaction model and employed 3D-
lattice-kinetic Monte Carlo (3DIkMC) simulations. These
simulations provide detailed information on the nucleation and
growth mechanisms of the observed Sn extrusion. It is shown
that the growth starts at holes in the SnO skin of the spheres
formed by ion erosion, followed by epitaxial lateral overgrowth
(ELO) fed by Sn interstitials coming from the interior of the
Sn spheres. The presented combination of experimental
studies and atomistic simulations will improve the under-
standing of point defect kinetics in tin, which controls the
whisker growth too.
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2. EXPERIMENTAL RESULTS

The experiments were performed with tin spheres on a carbon
substrate—a widely used resolution test specimen for scanning
electron microscopy (SEM) and manufactured by vapor
deposition."” Tin has very low wettability on the carbon
substrate and forms, due to its high surface tension, almost
perfect spheres with sizes ranging from a few nanometers to
several tens of micrometers. This type of sample allows an easy
and fast inspection and correction of astigmatism over a wide
magnification range in SEM, focused ion beam (FIB), or HIM
devices. Commercially, the tin sphere test specimen is available
from various suppliers.””~>> The sample used in our experi-

ments contains particles with sizes ranging from <5 nm to 30
23
pum.

The ion-beam exposure of the tin spheres was performed
with a helium ion microscope. HIM is well known for imaging,
modification, and for material analysis on the nanometer
scale.”*™* 1t is best suited to perform a local He or Ne
exposure with a very high fluence due to the small beam spot
size (1 nm for He and 4 nm for Ne) and the possibility of in
situ observation of the irradiated area using the same beam.
The irradiation was performed by scanning the beam in line-
by-line mode over a small subset of tin spheres. The so-
obtained high-resolution images of the nanostructures were
then analyzed with respect to the observed geometric changes
of the tin spheres. The fluence typically applied per image was
chosen to be below 1 X 10' jons cm™ to track small ion-
induced modifications.

In Figure 1, snapshots of typical irradiation with 28 keV
helium ions are shown.

After a homogeneously distributed fluence of 2 X 10'7 ions
cm™?, small pyramidal extrusions form preferentially at the
equator of the irradiated spheres, where the north pole points
to the ion source (Figure 1b). With increasing fluence, these
extrusions become bigger in size and begin to overgrow the
surface (Figure 1c). Later on, the extrusions become more and
more faceted (Figure 1d—g). In Figure 1h, a larger field of view
(FOV) including parts of the non-irradiated surface is
presented. Extrusions from tin spheres form only in the
irradiated area or only a few tens of nanometers from its rim.
Above a fluence of 5 X 10" to 7 X 107 ions cm™?, helium
bubbles seem to emerge on the surface. The collapsed surface
locations are indicated by blue arrows in Figure 1f,g. Once this
fluence is exceeded, no further extrusion growth was observed
on these spheres, and the edges of the facets become rounded.

Images of several irradiation experiments were recorded as
videos and are published in RODARE.? The noise-level of the
videos was improved by a recursive prediction/correction
algorithm based on the Kalman-Filter.”"

Irradiations with various beam parameters were performed.
Primary ion energies from 10 to 30 keV, ion currents from 0.1
to 8 pA, and different FOV from 0.6 to 4 ym were adjusted—
all He" irradiations led to the described phenomena with only
slight variations. Tin spheres smaller than about 150 nm do not
show any extrusion; they only shrink due to erosion by ion
sputtering. Simulations with the TRIM program®” show that
the projected He" range at 30 keV is (149 + 67) nm, which
coincidences with the threshold radius of the smallest spheres
forming extrusions, which was determined to be (150 + 50)
nm for 28 keV helium ions.

We did not observe any flux dependence within the range of
2.6 X 10" to 4.1 X 10" ions cm™ s™'. Once extrusions are

Figure 1. HIM images of (a) pristine, not irradiated tin spheres on
carbon. (b—g) Same sample region after the irradiation of various
fluencies, as indicated in the images. FOV of (a—g) is 1.4 um
(cropped from 2.0 ym). (h) Image of the irradiated area captured on
a larger FOV of 2.2 ym (cropped from 4.0 ym). No morphological
changes of the tin spheres are visible outside the irradiated area.
Collapsed bubbles are indicated by blue arrows in (f) and (g).

formed, they are stable over time and grow, provided they are
not destroyed by emanating He bubbles or sputtering due to
continuous He" ion irradiation.

A similar tin sphere evolution was observed under Ne" ion
irradiation in HIM, but the extrusions formed were much
smaller in size before the process stopped due to neon gas
bubbles reaching the particle surface. The data for 28 keV Ne*
ion irradiation is openly available in RODARE.”

A large tin sphere with a diameter of 4.7 um has been
irradiated only partly in an area of 2 ym X 2 ym. In Figure 2,
snapshots from the irradiation are shown.

As shown in Figure 2a, extrusions are not yet visible on the
large sphere, while the smaller one at the right edge of the
image already shows clear facets. As shown in Figure 2b, a
small extrusion becomes visible at the equator of the large
sphere, where the ion beam hits the surface nearly tangentially.
The small extrusion grows slowly with increasing fluence (see
Figure 2c). As shown in Figure 2d, a second extrusion with an
equal-facet orientation appears close to the first one. As shown
in Figure 2e, both extrusions have merged into a larger one.
Gaps between both extrusions have been filled and show clear
merged facets keeping the initial orientation, and the
extrusions on the smaller spheres start rounding. The final
size of the described extrusions on the sphere on the bottom
right side of the image is nearly reached, as shown in Figure 2f.

https://doi.org/10.1021/acs.jpcc.2c03707
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Figure 2. a—h) HIM snapshots of the irradiation of tin spheres for
increasing fluencies. A partially irradiated larger tin sphere with a
diameter of around 4.7 pm can be seen in the top left corner. The
field of view is 1.9 ym cropped from an irradiated area of 2.0 ym.

In contrast to the growth of the crystal-like facets in Figure
2a—f, the extrusion appearing in Figure 2g has a more rounded
bubble-like shape. This feature is popping up within just two
consecutive single image scans, equivalent to a fluence
difference of only 7 X 10 ions cm™. Finally, after 3.82 X
10" ions cm™> (see Figure 2h), another more spherical
extrusion appears above the older extrusions after only a small
amount of additional fluence. The process seems to be
different for the extrusions appearing in Figure 2a—f than for
the features shown in Figure 2gh. For a better presentation of
the evolution of the extrusions, the process can be seen as a
movie in RODARE.*

For transmission electron microscopy (TEM) analysis,
pristine tin spheres were mechanically removed from the
surface onto carbon-coated copper grids. In the high-resolution
TEM (HRTEM) images presented in Figure 3a,b, the
crystallinity of a 80 nm small unirradiated tin sphere passivated
by a 3 to 5 nm oxide layer is visible. While the spheres possess
the well-known single-crystalline tetragonal f-tin structure
(Figure 3a—c), the amorphous outer shell layer was proven to
be a Sn oxide, using energy-dispersive X-ray spectroscopy
(EDXS) analysis. More TEM and EDXS data of a tin sphere
can be found in RODARE’ and in the supporting
information. Additional X-ray photoelectron spectroscopy
(XPS) analysis confirmed a tin-to-oxygen ratio of 47—S3 at.
%. We therefore conclude that the layer consists of meta-stable
tin(II) oxide SnO (stannous oxide). We assume that this oxide
layer is a native oxide layer that forms under air exposure and
that it covers all tin spheres homogeneously.*

Figure 3. a) HRTEM image of a small, pristine tin sphere (FOV 37.9
nm); the square indicates the area that is shown at higher
magnification in (b). (c) Fast Fourier transform image of a
HRTEM image (FOV of 37.9 nm) of the inner crystalline part of
the tin sphere shown in (a). Indexing was done based on the f-tin
structure in the 111 zone axis geometry. (d) HIM image of the
irradiated sphere on a carbon-coated TEM grid and (e) overgrown
crystalline extrusion, indicated by an arrow in (d). (f) Selected-area
electron diffraction pattern of the extrusion shown in (d). Indexing
was done based on the f-tin structure in the 110 zone axis geometry.

In Figure 3d, a HIM image of a tin sphere is presented that
was irradiated with a fluence of 2.4 X 10'7 ions cm™ The
growth of several extrusions on the equator of the sphere was
monitored during the helium irradiation process. The
irradiation was stopped after the first extrusions appeared to
later obtain TEM images of this stage in the formation process.

The crystal orientation of all extrusions was investigated by
TEM analysis. A TEM image of the extrusion indicated in
Figure 3d is presented in Figure 3e. Selected-area electron
diffraction analysis of all extrusions and the tin sphere shows
identical diffraction patterns, which can be indexed with the j-
Sn structure (Figure 3f). This result gives strong evidence that
the tin sphere is mono-crystalline and that the extrusions have
grown epitaxially.

The tin spheres were also analyzed after gallium FIB cross-
sectioning to gain information on the internal structure. For
this purpose, unirradiated and irradiated spheres were cut in
half with a Ga-FIB, and the resulting cross-sections were
imaged at 54° tilt, using SEM (see Figure 4).

The internal structure of an unirradiated tin sphere is
presented in Figure 4a. In Figure 4b,c, HIM images of the same
area before and after 30 keV helium ion irradiation are shown.
The irradiation was stopped when clear extrusions appeared.
The sample area visible in Figure 4c was imaged by HIM, using
the minimal necessary fluence (short dwell times and low
currents) to not further irradiate the tin spheres during
imaging and therefore does not reflect the best possible image
quality. The sample was transferred—and thereby exposed to
air—to the dual beam tool (Ga FIB, SEM), and the exposed
area was identified using SEM imaging. A cross-section has

https://doi.org/10.1021/acs.jpcc.2c03707
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500 nm by 500 nm |

Figure 4. (a) SEM image of unirradiated tin spheres. The largest sphere was cut-opened with a gallium FIB. The SEM image was taken at 54° tilt
angle. (b—f) show the same area of the sample at various points of the analysis process. (b) HIM image before irradiation. (c) HIM image after
irradiation with visible extrusions. The yellow, dotted rectangle is a guide to the eye, indicating the gallium-FIB-milled region shown in (d). The
red, dashed region indicates the milled area visible in (e) and (f). (d—f) SEM images under 54° tilt of tin spheres with extrusions that were opened
by FIB milling. Cavities are visible that were probably filled with helium bubbles. In (f), the sample was rotated clockwise to image the inside of all
three opened tin spheres, simultaneously.

R IR TR

eoHelium ®Tin interstitial © Vacancy ® He filled vacancy

Figure S. Schematic representation of the proposed model for the formation of extrusions and bubbles in tin spheres of typical size (500 nm) by 30
keV helium ion irradiation. (a) Initial state of the irradiation process. Implantation of helium leads directly and also indirectly via the collision
cascade to about 70 interstitial-vacancy pairs per implanted ion. About half of the helium is implanted, while the other half is scattered out of the
sphere or is transmitted in the outer, thinner region of the sphere. The schematic exaggerates the number of sputtered atoms at the outer shell
(black circles). The following simulations show that each helium atom sputters 0.2 atoms on average, with higher sputtering rates at the rim of the
spheres. (b) Further implantation leads to increasing helium, interstitial, and vacancy densities. Vacancies can be reoccupied by tin interstitials or
filled by helium atoms. Sputter erosion and phase separation will cause somewhere a local exposure of the tin core. (c) Epitaxial lateral overgrowth
of the tin sphere by escaping tin interstitials and formation of helium bubbles inside the sphere.

been prepared from several irradiated spheres, using Ga-FIB
milling. The first milled area is indicated in Figure 4c as a
dotted yellow box, and the result is presented in Figure 4d.
Due to sample tilting toward the FIB column, the sputtered
region appears as a trapezoid in the SEM image. Small spheres,
as shown in Figure 4d, show a large cavity in their center. The
sample was further milled, as indicated in Figure 4c, by a
dashed, red box, and the resulting cross-section is shown in
Figure 4e. For larger spheres, several smaller He bubbles in a
depth corresponding to the projected range of the 30 keV
helium beam were observed (see e.g, the sphere on the right
side of Figure 4e). The sample was rotated clockwise by 45° to
be able to look into all three milled structures, and the
resulting image is presented in Figure 4f. All cross-section tin
spheres which showed crystal-like extrusions have the same
kind of cavity-like internal structure. We will see later that this

finding is essential for the understanding of the observed effect
and the proposed model.

Localized pre-irradiation of the tin spheres could cause weak
points in the SnO skin, allowing the location of faceted
extrusions formed upon further broad-beam-like irradiation to
be determined in advance. Due to surface sputtering and ion-
beam mixing, the oxide layer could potentially be pre-thinned
at these locations.

3. MODELING, SIMULATIONS, AND DISCUSSION

The observed ion-irradiation-induced growth of extrusions on
tin spheres can be roughly divided into three stages:

(i) Collisions of the energetic He* ions with tin atoms of
the spheres create Frenkel pairs of interstitial atoms and
vacancies in the tin lattice. Additionally, such collisions

https://doi.org/10.1021/acs.jpcc.2c03707
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can erode the SnO skin of the tin spheres by sputtering
and by ion-beam mixing of the Sn—SnO interface,
resulting in sub-stoichiometric SnO, (x < 1) (Figure Sa).
As sputtering is the strongest for small incident angles
(in respect to the surface), the SnO skin becomes
damaged most severely near the equator.

(ii) With increasing He® ion fluence, the number of
deposited He atoms and the number of interstitials
and vacancies increase within the tin spheres (Figure
Sb). The SnO skin is assumed to be impermeable for He
atoms, vacancies, and interstitials.>**> Due to ion
erosion of SnO, a contact of the tin core with the
external vacuum can form first somewhere along the
equator.

(iii) Through the hole in the SnO skin, Sn interstitials and
vacancies can escape from the core of the tin particle
(Figure Sc). As the tin particle is crystalline, the
extrusions also become crystalline due to ELO (see
e.g, ref 36). The only difference with conventional ELO
is the source of the atoms: Here, interstitial atoms come
from the interior of the spheres through the oxide
openings, as compared to atoms delivered by a chemical
vapor source. Some of the vacancies capture a helium
atom and can therefore not annihilate with an interstitial.
In an extreme case, one could consider a situation in
which all but one of the interstitial-vacancy pairs—which
are created by an incoming He" ion—annihilate. The
vacancy of the remaining Frenkel-pair is filled with the
implanted helium atom, and one interstitial atom per
implanted He" ion remains in the lattice. For
phosphorus and boron implantation into silicon, this
very successful approach is called the “+1”-model.”” The
He-filled vacancies diffuse slowly and will unlikely escape
through the hole in the SnO skin. They become
enriched and form, due to their low nucleation barrier,
He nano-bubbles that later coalesce to larger He bubbles
within the tin sphere. The creation of helium bubbles
was confirmed by FIB cross-sectioning and is observed
for other material systems too.*”'***~*!

For stage (i), the spatial distributions of point defects and of
implanted He" ions were calculated with the program
TRI3DST** which is based on the binary collision
approximation (BCA). As the projected range of (156 + 70)
nm for 30 keV He" ions in tin (simulated with TRIM*?) is of
the order of the size of the tin spheres, a truly 3D program like
TRI3DST is indispensable. The simulation of the impact of 1
X 10" He" ions onto a tin sphere of 500 nm diameter having a
S nm tin oxide skin resulted in an average sputter yield of 0.20
atoms per incident ion and a He deposition efficiency of 49%.
As is evident from the simulation results, 30 keV He* ions
become deposited mostly in the upper half of the sphere
(Figure 6a). For spheres with a diameter smaller than 150 nm,
most of the helium will be transmitted and not implanted.

On average, about 70 Frenkel pairs are formed per incoming
He" ion, and their spatial distribution (calculated with
TRI3DST) is closer to the north pole than the distribution
of the implanted He atoms shown in Figure 6a. However, as
only one of the interstitials of a Frenkel pair survives, whose
nearby vacancy is filled by a He atom, the relevant Sn
interstitial generation is approximated by the spatial distribu-
tion of implanted He atoms, as shown in Figure 6a. Figure 6b
shows that the strongest ion erosion of the tin oxide skin takes
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Figure 6. TRI3DST BCA simulation of a nanosphere with 500 nm
diameter, consisting of a Sn core and a S nm tin oxide shell irradiated
with 30 keV He'. 1 X 10" He" ion impacts were simulated. (a)
Normalized He" ion implantation profile, (b) normalized sputter
ejection profile (thin colored area below the dashed circle). The color
represents the relative implantation and sputter yield amplitude
normalized from 0 to 1. In the inset, the sputter profile of the sphere is
plotted in polar coordinates. For angles smaller than 90°, the polar
angle also corresponds to the angle of incidence of the ions. For
angles larger than 90°, the ions must first enter the sphere and can
then sputter particles from the surface during the projectile exit. Most
particles are sputtered for angles between 75 and 90°.

place at the equator of the sphere between 75 and 90°. There,
the SnO skin will be removed, as regrowth due to tin oxidation
under the used high-vacuum conditions is negligible. Tin
extrusions are observed at fluencies slightly above 2 X 10'7 ions
cm™? (see Figure 2b). According to TRI3DST, a hole in the
SnO skin is not yet opened by sputtering. However, besides
sputtering, there is ion-beam-induced mixing at the Sn—SnO
interface, and the resulting SnO; (x < 1) decays into Sn and
SnO regions of the nm size. Thus, a contact of the tin core
with the vacuum can form also without sputtering, just by ion-
beam mixing and ion-assisted phase separation of SnO, A
detailed investigation of how far sputtering alone or to which
extent the ion beam-induced phase separation is responsible
for the formation of the extrusions has not been performed and
is beyond the scope of this article. Quantitative statements
cannot be made based on the data of TEM measurements and
therefore remain an important subject of future investigations.

The results of the TRI3DST simulations serve as input data
for 3DIKMC simulations** of the diffusion-reaction kinetics of
the He atoms, interstitials, and vacancies. Simulations were
performed on a body-centered tetragonal (bct) crystal
structure which is close to the AS lattice structure of f-tin.
The AS structure of f-tin is in fact a double-bct structure,*
which differs energetically only slightly from the simpler bct
structure. In our model system, initially, all bct sites inside the
sphere are occupied by tin. The sphere is surrounded by a skin
of lattice sites which are not reachable by diffusion jumps (dark
gray atoms in Figure Sa and green atoms in Figure 7).

This skin is a few lattice sites thick and imitates the inert
properties of the SnO shell with respect to the diffusion®*** of
the species considered here. To emulate the holes in the SnO
formed by sputtering and ion-beam mixing, the SnO shell is
removed locally at the equator (see Figure 7a), that is, at this
position tin atoms are in contact with the vacuum. Here, a tin
interstitial atom can become a surface adatom, and a tin
vacancy can become a surface vacancy.

The interatomic interaction of tin atoms is described by a
Rosato, Guillopé, and Legrand (RGL) potential®® fitted to the
{200} surface energy and the energy of cohesion of p-tin.*’

https://doi.org/10.1021/acs.jpcc.2c03707
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a) b)

Figure 7. Snapshots of a simulation of He" irradiation of a SnO-
covered tin sphere of S00 nm diameter after different equivalent
fluencies: To show interior evolution, the spheres are cut in half, and
all species but He are hidden in one-half. Purple points: deposited He
atoms, yellow points: bct sites occupied with Sn atoms, green points:
SnO species, and blue points: Sn atoms on interstitial sites. (a) Initial
sphere with a hole in the SnO skin. After an equivalent fluence of (b)
4.3 X 10" jons cm™2, (c) 5.3 X 10" jons cm ™2, (d) 6.4 X 10'° ions
em™?, (e) 1.2 X 10 jons em™2, and (f) 1.7 X 10'° jions cm™?, the He*
ion is coming from the top, and the long axis of the bct lattice is
oriented vertically.

Other than standard Ising-like kinetic Monte Carlo (kMC)
simulations, with the RGL potential, the energy of a tin atom is
no longer linearly dependent on the number of occupied
nearest neighboring sites but shows a square-root-like
behavior. Thus, the RGL potential allows a more appropriate
description of the kinetics in metals, especially of the formation
of the correct crystal facets and the nucleation of voids. The
interaction of a Sn atom with a SnO species is assumed to
depend linearly on the number of nearest neighboring SnO
species. This Sn—SnO bond strength is a free parameter in our
model. It could be derived from the Sn—SnO interface energy
which is unfortunately unknown. Therefore, we modified it
until the experimentally found features of extruded tin on the
SnO-covered tin sphere were reproduced, resulting in a value
of 1.98 J m™2 It is assumed that there is neither He—Sn nor
He—SnO interaction.

The used interatomic tin potential describes suitably the
nucleation of voids/He bubbles and the formation of facets on

the extrusions and at the surface of bubbles. However, the
kinetics additionally depends on the migration energy of the
species, that is, the saddle point energy of diffusion jumps. The
migration energies of vacancies (empty or He-filled) and tin
interstitials could be derived with the Einstein—Smoluchovski
equation from their diffusion coeflicients which, unfortunately,
are not available. It is known, however, that energetic electron
irradiation of metals like copper accelerates point-defect-driven
microstructure shape changes strongly.'® He" ion irradiation is
expected to assist diffusion even more efficiently. Figure 1h
shows further evidence for this as the wetting of the SnO skin
is restricted to highly irradiated areas only. Thus, in our model,
we implemented the following reasonable approximation
which corresponds to the “+1”-model discussed above: from
the 70 Frenkel pairs per He® ion impact, just one Sn
interstitial and one He-filled vacancy survive. For our problem,
the validity of the “+1”-model approximation was confirmed by
a comparison with a long-lasting 3DIKMC simulation taking
into account the full generation of 70 Frenkel pairs per He
impact. A similar assumption on He'-ion-created defects was
quite successfully used in the simulation of He" ion irradiation
of intermetallic compounds.”® Possibly more than one He
atom can fit into a tin vacancy; this number is a parameter in
the 3DIkMC simulations.

Despite all the approximations made, the computation time
for realistic sphere diameters is prohibitive; thus, simulations
were carried out for scaled-down spheres, accompanied by also
scaling the projected range of the He" ions and the fluence per
volume to be equivalent to that of a 500 nm sphere irradiated
with 10" ions cm™2. Independent of the scaling, the thickness
of the SnO shell is fixed to the minimum value necessary to act
as a diffusion barrier. The scaling factor of the sphere diameter
in the simulations presented here is roughly 13. Snapshots of a
3DIkMC simulation (see Figure 7) show the formation of a
faceted tin extrusion on a tin sphere and the formation of a He
bubble within the tin sphere. The complete simulated tin
sphere evolution under He" ion irradiation is available as a
movie in the Supporting Information.*® The extrusion grows
epitaxially from the hole in the SnO skin at the equator and
overgrows the SnO surface, driven by the tin interstitials
diffusing out of the sphere. The He bubbles in the simulation
are rhomboidal rather than spherical.

Pressure has not been taken into account in our simulations;
thus, the shapes of the extrusions and of the He bubbles are
controlled by the surface energies and the point defect kinetics.
In longer-running simulations (not shown here), an escape of
He bubbles from the interior of the sphere through the
extrusion into the vacuum was observed, similar to
experimental findings.

4. SUMMARY

We report on the effects of high-fluence He" ion implantation
into tin spheres within a HIM. The spheres were characterized
and analyzed by SEM, XPS, and TEM to be single-crystalline
p-tin spheres with a few-nm-thick oxide skin. Under He®
irradiation, faceted ELO of tin on the SnO skin starts from
holes in the SnO skin, and it forms small-edged extrusions on
the outside of the spheres, which was observed in situ in the
HIM for different irradiation parameters. BCA-based simu-
lations of collision cascades show that high-fluence 30 keV He"
irradiation leads to the implantation of nearly half of the
supplied helium into a depth of ~#150 nm below the north
poles of 500 nm spheres. In addition, the energetic He particles

https://doi.org/10.1021/acs.jpcc.2c03707
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lead to the creation of ~70 Frenkel-pairs per ion and enhanced
sputtering of SnO under tangential impact conditions at the
equator of the sphere. In the framework of the “+1”-model, for
each He" impact, all but one of the Frenkel pairs annihilate due
to He occupation of one vacancy; thus, one Sn interstitial atom
remains. In the course of He* implantation, the helium-vacancy
complexes accumulate, and He bubbles nucleate and grow. Sn
interstitial atoms accumulate too, but due to the increasing
pressure in the SnO-covered tin spheres, the nucleation of Sn
dislocations is hampered. Upon creation of an opening in the
SnO skin at the equator due to sputtering and ion-beam
mixing, the dense Sn interstitial gas can emanate through that
hole, leading to ELO on the SnO, that is, the formation of an
extrusion. This behavior was observed experimentally and is
qualitatively reproduced by modeling and atomistic simu-
lations of the defect generation and the reaction-diffusion
kinetics of the defects. Thus, the observed phenomenon
becomes a well-understood mechanism of point-defect-driven
nanostructure formation. The He'-irradiation-induced defect
generation is intense, which allows short experimental studies,
and there is a good theoretical understanding of the defect
generation. This is quite different for the tin whisker growth
which is detrimental for electronics. There, the defect
generation rate is very low (and not well understood, e.g.,
pressure-induced), leading to very long-lasting experiments.
Thus, our study of point defect kinetics in tin can help to get a
better understanding of tin whisker growth.

As such, the process is not restricted to Sn spheres and He
but might also be relevant for many other examples. It is also of
importance for a wide range of irradiation conditions that lead
to a large number of interstitials and where a passivating
surface layer prevents the surface from acting as an effective
sink for point defects.

5. METHODS

5.1. HIM Irradiation. The ion beam exposure of the tin
spheres was performed in the Carl Zeiss NanoFAB using
helium and neon ions, the latest generation of HIM devices.
Stage drift and sample drift were compensated by manually
adjusting the irradiation window position and by post-aligning
of the recorded ima%e stack usin§ the scale-invariant feature
transform algorithm® in Image].’

For the irradiation shown in Figure 1, a primary ion current
of (6.6 + 1.0) pA was applied, utilizing a 10 ym aperture, 5.2 X
107% mbar helium gas pressure in the ion source, and a
crossover position of —193 mm (spotcontrol 3). The dwell
time per pixel was chosen to be 10 us, capturing (512 X 512)
pixel images on a FOV of 2.0 pym. This equals to 2.6 s
irradiation time per image, a fluence of 2.7 X 10" ions cm™
per scan, and a flux of 1 X 10" ions cm™ s™. After 301 images,
the resulting total implantation fluence was 8.3 X 10" ions
cm™?, resulting in a total irradiation time of approximately 13
min. The chamber pressure during the irradiation was below
2.0 X 1077 mbar.

The irradiation shown in Figure 2 was performed with (0.2
+ 0.1) pA of 30 keV He" using a 10 ym aperture, 4.5 X 107°
mbar helium gas pressure in the ion source, and a crossover
position of —246 mm (spotcontrol 6). The dwell time per pixel
was chosen to be S us, capturing (1024 X 1024) pixel images
at a FOV of 2.0 ym, while every scan line was averaged 4 times.
With an irradiation time per image of 21 s and a fluence of 7.3
X 10" ions cm™ per scan, we calculate a flux of 3.5 X 10" ions

cm™* 57!, 521 images equal a total irradiation fluence of 3.8 X

10" ions cm™? and a total irradiation time of 3 h. Including the
time for saving the individual images and correction for drift,
the irradiation was done in 9 h in total and split in two
sessions.

In Figure 3d, a tin sphere is shown that was irradiated with
2.0 pA of 30 keV He" by using a 10 ym aperture, 5.6 X 107°
mbar helium gas pressure in the ion source, and a crossover
position of —229 mm (spotcontrol §). S us dwell time per pixel
was used to capture (1024 X 1024) pixel images on a FOV of
1.4 ym without line averaging. The irradiation time per image
was 5.2 s, resulting in a fluence of 3.3 X 10" ions cm™ per
scan and a flux of 6.4 X 10" ions cm™ s™". 71 image scans
equal a total implantation fluence of 2.4 X 10" ions cm™>
Videos of the irradiation process can be found in RODARE.*’

5.2. TEM and SEM Analyses. Smaller tin spheres were
analyzed by TEM. Selected-area electron diffraction and
HRTEM imaging were performed with an image-C,-corrected
Titan 80—300 microscope (FEI) operated at an accelerating
voltage of 300 kV. Additionally, spectrum imaging analysis
based on EDXS was done in scanning TEM mode at 200 kV
with a Talos F200X microscope equipped with a Super-X EDX
detector system (FEI). XPS measurements were performed
using a Microlab 310-F from Thermo Scientific. A Zeiss
NVision 40 CrossBeam Workstation was used to perform Ga
FIB cross-sectioning and SEM imaging.
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Antiferromagnetic insulators are a prospective materials platform for mag-
nonics, spin superfluidity, THz spintronics, and non-volatile data storage. A
magnetomechanical coupling in antiferromagnets offers vast advantages in
the control and manipulation of the primary order parameter yet remains
largely unexplored. Here, we discover a new member in the family of flex-
oeffects in thin films of Cr,0;. We demonstrate that a gradient of mechanical
strain can impact the magnetic phase transition resulting in the distribution of
the Néel temperature along the thickness of a 50-nm-thick film. The inhomo-
geneous reduction of the antiferromagnetic order parameter induces a flex-
omagnetic coefficient of about 15 g nm™. The antiferromagnetic ordering in
the inhomogeneously strained films can persist up to 100 °C, rendering Cr,03
relevant for industrial electronics applications. Strain gradient in Cr,05 thin
films enables fundamental research on magnetomechanics and thermo-
dynamics of antiferromagnetic solitons, spin waves and artificial spin ice sys-
tems in magnetic materials with continuously graded parameters.

A standard micromagnetic approach for the description of thin films homogeneous or inhomogeneous strain, respectively. Piezomagnetic

relies on the effective parameters being homogeneously distributed
along the film thickness. Accounting for the magnetomechanical
coupling makes the picture more complex, yet promises technological
advantages: the cross-coupling between elastic, magnetic and electric
subsystems opens additional degrees of freedom in the control of the
respective order parameters'>. The family of magnetomechanical
effects includes piezo- and flexomagnetic responses, which determine
the modification of the magnetic order parameter(s) due to

effects are well addressed in literature both for ferro- and anti-
ferromagnetic materials including emergent anisotropy of material
parameters when samples are exposed to uniaxial strain®, change
of material parameters in samples of different thickness’,
magnetoelasticity®, transport effects in homogeneously strained
films’. Despite the fact that flexomagnetism®™ is allowed for in the
majority of bulk magnetic classes and enforced by boundaries, it is
hardly addressed in the literature compared to the case of
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piezomagnetism®™ . This situation is surprising considering that flex-
omagnetism is relevant for multiferroics and antiferromagnets, where
magnetomechanical couplings lead to the control of the anisotropy
and spontaneous magnetization?>*2. Flexomagnetism can be found in
magnets of 69 out of 90 bulk symmetry classes™. This includes the
lowest symmetry groups 1 and 1 (54 nontrivial independent tensor
components out of 81), which makes flexomagnetism to be readily
expected even in Permalloy™. A higher symmetry of the lattice reduces
number of independent components of the flexomagnetic tensor, e.g.,
leaving 10 independent components among 37 non-trivial ones for
crystals of 3'm’ symmetry, or 5 independent components among non-
trivial 18 ones for 6 m2’ crystals (e.g., ThMn,). Lowering the symmetry
at the surface allows the flexomagnetic effect in 19 surface magnetic
classes, e.g., (0110) surface cut of CrSb, which belongs to 6'/m’'mn?’
bulk class™.

The current understanding of the physics of flexomagnetism is
limited to the prediction of the emergent ferromagnetic order para-
meter in the interior of an inhomogeneously strained anti-
ferromagnetically ordered material. It is to be expected that the
presence of the flexomagnetism-induced spontaneous ferromagnetic
moment can provide novel but as-of-yet unexplored means for the
manipulation of the antiferromagnetic order parameter, which could
open new avenues for the design of non-volatile memory* . The
fundamental understanding of the impact of flexomagnetism on
thermodynamics of magnetic materials, as well as spin-reorientation
and phase transitions, is missing at the moment. This lack in the fun-
damental knowledge of magnetomechanics in antiferromagnetic oxi-
des hinders their application in prospective low-energy and high speed
spintronic and spinorbitronic devices.

Here, we discover the presence of unconventional flexomagnetic
effects in CryOs. Usually, flexomagnetism results in the magnetic
moment induced by the strain gradient. For Cr,03, we estimate this
contribution to be 12 yg nm™ for the unit strain gradient. In contrast,
we demonstrate another mechanism in the family of flexomagnetic
effects, which originates in the impact of the strain gradient on ther-
modynamic properties, namely on the Néel temperature. The presence
of the gradient of the Néel temperature across the thickness of Cr,05
films results in an induced magnetic moment per unit strain gradient as
high as 15 ug nm2. The distinct feature of this induced moment is that it
follows the direction of the Néel vector. By combining magnetotran-
sport and Nitrogen vacancy (NV) microscopy characterization data, we
experimentally determine the presence of the gradient of the Néel
temperature in 30-nm and 50-nm-thick Cr,0j thin films. Accessing this
magnetization is crucial for the proper description of the physics of
antiferromagnetic solitons, including domain walls, skyrmions, and
disclinations. In addition to these fundamental discoveries, we show
that the inhomogeneously strained Cr,0j3 thin films can have magnetic
transition temperature of about 100 °C, which is about 60 °C higher
than the transition temperature of the bulk Cr,03. Due to good oxide-
oxide heteroepitaxy, the Néel temperature in Cr,0O5 thin films can be
enhanced persistently and no sign of degradation of the Néel tem-
perature is observed after 1.5 years. The physics discussed here is not
specific to the Cr,0;. Based on the crystal symmetry and on the
magnetic symmetry groups, this effect should also be observable in
other relevant antiferromagnetic samples including CuMnAs and
Mn,Au. In this respect, the results of our work motivate further
research on antiferromagnetic thin films, where magneto-mechanical
coupling can play a key role in the design of material and device
responses for ultrafast spintronics and magnonics®®?® and applications
in data storage”**%,

Results

Inhomogeneously strained thin films

We prepared a series of Cr,0; thin films of different thickness ranging
from 30 to 250 nm on (0001) oriented Al,O; substrates using

magnetron sputtering (Supplementary Fig. 1). The samples are capped
with a Pt layer to enable magnetotransport characterization (Fig. 1a).
Regardless of the film thickness, Cr,O3 samples adopt the same
orientation as the substrate and exhibit excellent crystallinity (Sup-
plementary Figs. 2-8). Due to a wide deposition angle of the magne-
tron sputter source, the Cr,O; films are dense and smooth
(Supplementary Note 1, Supplementary Figs. 2-6). This is a major dif-
ference with respect to prior studies focused on thermally evaporated
thin films?**°, featuring columnar growth with clear grain boundaries
going through the entire film thickness. The real space structure of the
films is shown in the transmission electron microscopy (TEM) images
in Fig. 1b,c for a 30-nm-thick film (Supplementary Figs. 4 and 5). A high-
resolution TEM image (Fig. 1c) reveals that the misfit dislocations in
such thin Cr,0; films form several nanometers away from the interface
with the Al,O3 substrate, leaving a significant amount of the film in a
highly strained state that is pseudomorphic to Al,Os. The presence of
the pseudomorphic Cr,05 layer with a thickness of about 5 nm is also
evidenced by the X-ray diffraction (XRD) characterization of 30- and
50-nm-thick samples (Supplementary Note 2, Supplementary
Figs. 9-14). Thicker films do not reveal the presence of a pseudo-
morphic layer, but approach the bulk values of the lattice parameters
(Supplementary Figs. 15-19).

Considering the absence of grain boundaries in the thin sam-
ples (Supplementary Note 1), we identify that the dominant strain
relaxation mechanism in our samples is due to vacancy formation,
their agglomeration and misfit dislocations. To access open volume
defects, we perform the positron annihilation spectroscopy
(PAS), revealing a change in the prevailing defect type from
monovacancy-dislocation complexes to independent dislocations
with the increase in the film thickness from 30 to 250 nm (Sup-
plementary Note 3, Supplementary Figs. 20, 21). The size of the
vacancy clusters at the top and bottom regions of the Cr,0; film,
which is linked to the measured positron annihilation time 7,
(Supplementary Fig. 22, Supplementary Table 1), decreases for
thicker films suggesting decrease in strain (Fig. 1d). The size of
agglomerated vacancies is found to be substantially smaller in the
bottom part of the film compared to the top region. The difference
between the vacancy cluster size at the top and bottom regions
(nVac), normalized to the film thickness (), can be used as a qua-
litative measure of the strain gradient in the film. These data are
shown in Fig. 1e, suggesting a sizable strain gradient in 30-nm- and
50-nm-thick Cr,05 films (Supplementary Fig. 23).

We utilize the c/a ratio of the out-of-plane (c¢) and in-plane (a)
lattice parameters as a measure of strain in Cr,05 films. The lattice
parameters averaged over the entire film thickness (Fig. 1f-h) are
quantified relying on the analysis of the XRD data (Supplementary
Note 2) and Raman spectroscopy characterization (Supplementary
Note 4, Supplementary Figs. 24, 25). The thin film samples have
developed compressive in-plane strain and show an extended c-
axis. XRD data provide insights into the strain distribution along
the thickness of the Cr,0; film (Supplementary Note 2, Supple-
mentary Figs. 10, 12-14, 16, 18). With increasing distance from the
substrate, the strain gradually relaxes, resulting in a strain gradient
along the film thickness, i.e. along the direction normal to the film
interface (Fig. 1i, j, Supplementary Table 2 and Supplemen-
tary Fig. 26).

Strain modifies magnetic and thermodynamic properties of
Cr,05'%"?, To evaluate the impact of the strain and strain gradient on
the Néel temperature in thin films of sputter-deposited Cr,05, we apply
two complementary experimental methods. The Néel temperature at
the top surface of the films, T\(P, is assessed using magnetotransport
measurements (Fig. 2). By monitoring the temperature evolution of
the antiferromagnetic domain pattern using nitrogen vacancy (NV)
scanning magnetometry, we evaluate the Néel temperature of the
interior of the Cr,0; films (Fig. 3).
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Magnetic state of the top surface

To assess the surface Néel temperature, we measure the transverse
resistance of the Pt electrode (R;,) using the Zero-Offset Hall
technique®** (Supplementary Note 5). This property is modified by
the magnetic state of the underlying Cr,03 as a result of the trans-
verse spin Hall magnetoresistance, which is a local probe of
the magnetic ordering in the sample area adjacent to the Pt
electrode® . Figure 2a, b shows the dependence of the transverse
resistance on the out-of-plane applied magnetic field H, Ry (H,T), for
Cr,05 thin film samples at selected temperatures (see also Supple-
mentary Fig. 27): below (blue) and above (red) the transition tem-
perature and in its vicinity (green). The Ry, (H,T) contains the

(@) NV magnetometry

Magnetotransport

temperature dependent contribution from the antiferromagnetic
Cr,05 (Ro(T), Supplementary Fig. 28), which we determine based on
the Ry (H,T) data (Fig. 2a). Ro(T) is used for the evaluation of the Néel
temperature at the top surface T;j’p (Supplementary Note 5, Sup-
plementary Figs. 29, 30), see Fig. 2c. For the 30-nm-thick film, TR® is
estimated to be higher than 75 °C (Fig. 2d). This is a major increase in
the Néel temperature compared to the bulk value of Cr,03, which is
measured on a single crystal to be 35 °C (Fig. 2c, d). Thin films with a
thickness of 250 nm reveal a Néel temperature similar to the single
crystal value, confirming the relaxed state of the sample. The
enhancement of the Néel temperature correlates with the average
strain in the samples and is in line with earlier theoretical
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Fig. 1| Thin films of Cr,0; with a strain gradient. a Schematic of a Cr,0j; thin film
prepared on a Al,O5 substrate. The film experiences a strain gradient along its
thickness that leads to a gradient of the Néel temperature. The Néel temperature at
the top surface is probed via magnetotransport relying on the transversal spin Hall
magnetoresistance in a Pt electrode adjacent to the Cr,0; film. The Néel tem-
perature in the interior of the film is probed via NV magnetometry. b Cross-
sectional bright-field TEM image showing the Al,05/Cr,05/Pt stack for a 30-nm-
thick sample. The sample does not reveal the presence of grain boundaries (see
also Supplementary Note 1). ¢ High-resolution TEM of the Al,05/Cr,05 interface.
Two misfit dislocations are indicated in white. The dislocations are located about 5
nm away from the Al,05/Cr,0; interface. d Positron lifetime component 7, and the
corresponding calculated vacancy cluster size (assuming spherical geometry) in
the top and bottom regions of the Cr,05 films of different thickness ¢. The vacancy
cluster size increases for thinner samples, indicating larger strain. Error bars

Sample thickness, t (nm)

Sample thickness, t (nm)

correspond to the standard deviations of the fit. e The gradient of the vacancy
cluster size along the film thickness (nVac/t) for the samples of different thickness.
This parameter is a qualitative measure of the strain gradient across the sample
thickness. The error bars correspond to the standard deviations of the fit. Average
values of the in-plane (a; (f)) and out-of-plane (c; (g)) lattice parameters and the
respective c/a ratio (h) estimated based on the XRD, Raman spectroscopy and TEM
measurements of Cr,05; samples of different thickness. Error bars of the lattice
parameters obtained from XRD and Raman measurements are estimated from
instrumental precision of the diffractometer and from the uncertainty of the
Raman spectra peak fitting accordingly.(l, j Change of the c/a ratio along the film
thickness estimated for the 30-nm-thick (i) and 50-nm-thick (j) samples. The c/a
ratio for the pseudomorpic layer is highlighted with the gray background. Error
bars of the lattice parameters are estimated from instrumental precision of the
diffractometer and from the uncertainty of the peak fitting.
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Fig. 2 | Assessment of the Néel temperature T‘,j"’ at the top surface of Cr,03
films. a, b Transverse resistance Ry, of the Pt electrode vs out-of-plane magnetic
field at temperatures below (blue), in the vicinity of (green) and above (red) the
phase transition to the paramagnetic state for the samples of different thicknesses.
¢ Temperature dependence of the antiferromagnetic contribution from the Cr,03
(Supplementary Note 5) is shown with symbols. The fit used to determine the Néel
temperature at the top surface of the sample is shown with solid lines. d Top sur-
face Néel temperature TP vs sample thickness. The Néel temperature measured
on a single crystal is shown as well. Error bars arise from the smooth decay of the
|[Ro(T)| to the noise level in the vicinity of antiferromagnet-paramagnet transition.
e Temperature evolution of the antiferromagnetic contribution from the Cr,0;
taken right after sample fabrication (dashed lines) and after 18 months (solid lines).

predictions'®'*?, Because the lateral strain relaxation is suppressed in
sputter-deposited samples, they are persistently strained, assuring a
long-term enhancement of the Néel temperature. This is evidenced
by the close-to-identical magnetotransport responses taken directly
following the sample fabrication and 18 months later (Fig. 2e, Sup-
plementary Fig. 31).

Magnetic state of the Cr,0; films interior

We utilize NV magnetometry to assess the transition temperature
within the interior of the films by following the temperature-induced
decay of the magnetic contrast from the antiferromagnetic domain
pattern, i.e., difference B between the strength of stray fields measured
within oppositely magnetized domains. This approach is similar to the
detection of the Néel temperature using X-ray magnetic linear
dichroism (XMLD) contrast in in-plane metallic antiferromagnets®*°.
For the case of strain-free (250-nm-thick film, Supplementary Fig. 32)
and strained (100-nm-thick film, Supplementary Fig. 33) samples, the

domain pattern in NV measurements disappears at temperatures
similar to the Néel temperatures determined in magnetotransport
studies, see Fig. 3a, b. We note that the surface and interior Néel
temperatures assessed by magnetotransport and NV magnetometry
do agree for the case of the strain-free Cr,0; single crystal® and for
thermally evaporated thin films*. In contrast, in thin-film samples with
an inhomogeneous strain (50- and 30-nm-thick films, Supplementary
Figs. 34, 35, respectively, see also Supplementary Figs. 5, 23 and Sup-
plementary Note 1), the domain contrast remains clearly visible even at
T2 85 °C, see Fig. 3c, d. This is the highest temperature accessible in
the setup. Thus, the Néel temperature measured with NV magneto-
metry is substantially larger than the respective value of Tﬁ’p (Sup-
plementary Fig. 36). The observed difference in the transition
temperature measured with the two methods is evidence for the gra-
dient of the Néel temperature along the film thickness that arises from
the inhomogeneous strain distribution (Fig. 1a, g, h, Supplemen-
tary Fig. 23).

Flexomagnetism of Cr,0; thin films

The discussion above suggests that gradient of the strain tensor
u;(z), where z is the coordinate along the sample thickness, can
impact antiferromagnetic materials not only via the emergence of
ferromagnetism™, but also by influencing the distribution of the
transition temperature Tn[u;(2)] along the thin film’s thickness. This
effect was not addressed before. For the phenomenological analysis,
we assume that the strain varies linearly along the film thickness,
u; :ug +w;z with ug being the base level of strain and w;; being the
strain gradient. In line with the study by Kota et al. [16] and multiscale
modeling (Supplementary Note 6), this leads to a linear coordinate
dependence of the Néel temperature Ty(z)=TxP +{ x(t — z), where {
parameterizes the strain distribution in the film (Fig. 1i, j). In the
vicinity of the antiferromagnet-paramagnet phase transition, the
gradient of Ty(2) enables a fundamentally new type of ferromagnetic
contribution, which originates from the local variation of the length
of the sublattice magnetization at T =const, M 0L[T/T(2)]/0z
(Supplementary Note 7, Supplementary Figs. 37, 38). This leads to the
following form of the total flexomagnetic effect close to the phase
transition M =y x du/dz, where u = (u;) is the average strain, i = i + u¢
is the flexomagnetic coefficient. The first term, u€-10 ug nm™, ori-
ginates from the gradient of g-tensor components due to the strain
gradient (Supplementary Note 6, Supplementary Fig. 39). It leads to a
constant magnetization along z in 50- and 30-nm-thick Cr,05 films,
independent of the orientation of the Néel vector in anti-
ferromagnetic domains. The second term, /4, is responsible for the
appearance of M, with the spatial distribution following the order
parameter L (Supplementary Note 7, Supplementary Fig. 38).

To perform quantitative estimations of the Néel temperature
distribution and pf, we access the ferromagnetism of the sample
(Supplementary Note 7) relying on the analysis of the strength of stray
fields measured using NV magnetometry. The uncompensated surface
spins (Supplementary Fig. 40) constitute the dominant contribution to
the stray fields, and are linked to the direction of L in anti-
ferromagnetic domains®****, We model the strength of measured
stray fields as a sum of contributions from the top and bottom film
surfaces, complemented by M. The fit of the experimental data
(Fig. 3b, d) then allows for an estimate of the transition temperature at
the bottom interface, TR"‘ (Supplementary Table 3). For the sample
with a thickness of 100 nm, we find that T8 = 7. This is an expected
behavior for thicker samples, as they do not reveal the presence of
pseudomorphic layer or sizable strain gradient along the thickness. For
the inhomogeneously strained film with the thickness of 50 nm, TR‘” is
estimated to be about 100 °C, which is substantially higher than T}\“’p of
59 °C. This analysis leads to a value of ¢ on the order of 15 g nm
at 7=20 °C.
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Fig. 3 | Néel temperature of the interior of thin Cr,0; films. Temperature evo-
lution of the antiferromagnetic domain pattern measured using NV magnetometry
of (a) 100-nm-thick and (c¢) 50-nm-thick Cr,05 samples. The strength of the mea-
sured stray fields decays upon approaching the transition temperature. Estimation
of the phase transition temperature at the bottom interface, TR‘”, of the (b) 100-
nm-thick and (d) 50-nm-thick samples. The blue-shaded region in (b and d) cor-
responds to the uncertainty in the determination of the TR"‘. The Néel temperature

Temperature (°C)

measured at the top surface via magnetotransport (Fig. 2) is shown for comparison
in (b and d). A gray-shaded region indicates the uncertainty in the determination of
the TRP. For the 50-nm-thick sample, a clear domain contrast is present even at
temperature, which substantially higher than T\(P. The strength of the stray field for
scans shown in (a and c) are highlighted in (b and d) with corresponding symbols
and error bars correspond to the half-width of the distribution.

Vertically graded Néel temperature

The control of magnetic parameters of Cr,O5 via homogeneous stain
(piezoeffect) is well established. In contrast, we demonstrate, that the
flexomagnetic contribution is comparable in strength with the piezo-
magnetism and enhances even further the operation temperature of
the devices based on technologically relevant Cr,0j3 thin films. Due to
the gradient of the Néel temperature along the sample thickness, dif-
ferent slices of the thin film experience the magnetic phase transition
at different temperatures. Schematics of the phase transition for an
inhomogeneously strained Cr,05 film are shown in Fig. 4a-c. Far below
T,‘\?" (Fig. 4a), the length of the Néel vector L is almost the same along
the entire sample thickness (brown curve in Fig. 4d). Approaching 7:P,
the antiferromagnetic order parameter at the top surface becomes
smaller and eventually vanishes at T}\]’p (Fig. 4b and red curve in
Fig. 4d). At higher temperatures, the boundary between the anti-
ferromagnetic and paramagnetic phases progresses towards the bot-
tom surface of the Cr,0; film (Fig. 4c and orange curve in Fig. 4d). The
coexistence of para- and antiferromagnetic phases within the interior
of the 50-nm-thick film is shown in Fig. 4e. We note that the con-
tinuously graded Néel temperature allows the magnetic nature of part
of the film to be turned off and on.

Based on our results, the Néel temperature Ty of inhomogen-
eously strained Cr,03 thin films consists of the following contributions
(Fig. 4f, Supplementary Note 7). The first term in Ty is the bulk Néel
temperature of Cr,05 (green colored bar). The second contribution
comes from the base level of strain uf.j’. (orange colored bar). We note
that to plot Fig. 4f, we set ug to be equal to the smallest level of strain
for each sample which is achieved at the top surface. This piezoeffect-
driven increase in the Néel temperature determines Ty and can be as
high as 20 °C, in line with earlier theoretical predictions'®" (Supple-
mentary Fig. 41). The third contribution is related to the increase of
strain towards the bottom film surface (blue shaded bar refers to the
maximal strain in the film). Due to the slow relaxation of strain along
the film thickness, we see the pronounced and continuous increase in
the Néel temperature towards the bottom interface. This results in the
further increase in the transition temperature, reaching a remarkable
100 °C for 30- and 50-nm-thick Cr,0; films. We note that despite

higher transition temperatures estimated for the 30-nm-thick film
(Fig. 4f), the flexomagnetic effect in this sample can be reduced in
comparison with the 50-nm-thick one because of lower gradient at
smaller thickness.

Discussion

In summary, we show that thin films of undoped Cr,0; with inhomo-
geneously distributed strain possess a flexomagnetic response, which
we probe by means of magnetotransport and NV scanning magneto-
metry measurements. The key enabler of the flexomagnetism is the
proper design of the sample, revealing a persistent and pronounced
strain gradient along the sample thickness, which is a result of (i) the
chemical adhesion to the substrate due to the oxide-oxide hetero-
epitaxy and (ii) a grain boundary-free growth of thin films realized
through a large magnetron sputter source. The latter prevents the
formation of the interfacial misfit dislocations and an excessive strain
relaxation into grain boundaries during the cool-down process. We
note that the effect is not specific to Al,O5 substrates. Any substrate,
which is isostructural to Cr,03 (like V,03) and can provide coherent
epitaxy for Cr,05 thin films should enable the discussed here flex-
omagnetic effect. In this respect, other substrates could offer further
advantages. For instance, V,03 is conducting and when growing Cr,03
thin films can act as a gate enabling magnetoelectric characterization
of the strained samples. Still, high miscibility of Cr,05 and V,03 should
be be taken into account while preparing these samples.

From the fundamental point of view, our findings enable the
experimental access to a subtle and still unexplored magnetomecha-
nical coupling in thin films of antiferromagnetic insulator Cr,O3 but is
also applicable for other antiferromagnetic materials including CuM-
nAs, MmAu (magnetic symmetry group mmm’) and NiO (magnetic
symmetry group 2/m’)"*. Although the 3'm’ bulk symmetry of the
Cr,05 and its boundary (0 0 01) allow for flexomagnetic effects', they
have never been addressed for this material. Still, flexomagnetic effect
is not generic. For instance, it is not expected in other well studied
antiferromagnetic materials Mnslr (3m’' magnetic symmetry group)
and MnF, (4 /mmm’ magnetic symmetry group)". A spatial change of
the material parameters along the thickness of thin films raises
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Fig. 4 | Impact of the strain gradient on the antiferromagnet-paramagnet phase
transition in Cr,0; thin films. a-c Schematics of the antiferromagnet-paramagnet
phase transition. a At temperatures below TP, the entire sample is anti-
ferromagnetically ordered. b With the increase in temperature to about Ty, the
less strained part of the sample (top region) undergoes a phase transition into the
paramagnetic state. The bottom part of the sample remains antiferromagnetically
ordered. ¢ The portion of the sample in the ordered state is determined by the
temperature. The sample turns into the paramagnetic state for 7 > TR"‘. d The
change of the length of the antiferromagnetic order parameter L along the film
thickness for a 50-nm-thick Cr,05 thin film. The brown/red/orange curves corre-
spond to the states shown in (a—c), respectively. e The portion of the 50-nm-thick
film, which remains in the antiferromagnetic state, dependent on the measurement

Temperature (°C)

Sample thickness, t (nm)

temperature. In the temperature range between T}\?p and T‘,?f", only the part of the
sample closer to the bottom interface remain in the ordered state. Green and gray
shaded area represent regions in antiferromagnetic (AFM) and paramagnetic (PM)
states, respectively. f Different contributions to the Néel temperature for Cr,03
samples. The green shaded bar represents the bulk Néel temperature, which is
measured for a single crystal and strain-free thin film (250-nm-thick in our study).
The presence of a compressive strain in a Cr,05 thin film leads to the increase in the
Néel temperature. The value of Ty at the top surface (z=¢) which is determined by
the smallest strain ug is indicated by the orange shaded bar. Ty at the bottom
surface (blue shaded bar) is larger according to the larger strain value uq + wt at
z=0. Error bars on the T® and T‘,ff‘ correspond to uncertaninity of the fit of the
magnetotransport and NV data, respectively.

questions about the applicability of the classical definition of the
magnetic length as a universal characteristic of a magnetic thin film
material. The community of high-resolution microscopies (X-ray- and
electron-based techniques) can provide further unique insights into
the spatially inhomogeneous antiferromagnet-paramagnet phase
transition at the nanoscale, which can broaden our understanding of
the physics of phase transitions in condensed matter. In addition to the
spontaneous magnetization of flexomagnetic origin M, the symmetry
of Cr,05 allows a ferromagnetic moment to be produced by the gra-
dient of the antiferromagnetic order parameter**>*, for instance at
the location of domain walls. This effectis not addressed in the present
work, although we anticipate that NV magnetometry of thin films of
Cr,05 should be able to provide insight into this physics. Accessing this
magnetization is crucial for the proper description of the physics of
antiferromagnetic solitons, including domain walls, skyrmions, and
disclinations***, Furthermore, our work poses questions on the mag-
netoelectric responses of these inhomogeneously strained thin films
of Cr;0s. If confirmed experimentally, inhomogeneously strained
magnetoelectric Cr,O5; thin films will become a game changer,
enabling low-energy and high-speed spintronic and spin-orbitronic
memory devices where magnetism is controlled by electric fields. The
emergent flexomagnetism-driven ferromagnetic order parameter in
antiferromagnetic thin films offers more flexibility in the design of
spintronic and magnonic devices. In this respect, temperature
becomes a useful tool for enabling the realization of reconfigurable
racetracks and waveguides, given the unique possibility to determi-
nistic turn off/on of the magnetism in less strained parts of the sample.
For instance, a magnonic crystal can be designed as a stripe with
modulated thickness. With the distribution of the Néel temperature
along the stripe’s normal, the relevant thickness of the magnetically

ordered interior of the sample can be controlled by temperature. The
crystal’s bandgap can be tuned, or its presence itself can be turned on
or off by means of temperature. Furthermore, in contrast to statics, we
anticipate that the magnetization of flexomagnetic origin should
interact with spin waves in thin films due to the presence of stray
fields***%, Depending on the amplitude, it can be of relevance for spin
Seebeck effect**® and antiferromagnetic magnonics relying on anti-
ferromagnetic insulators.

Methods

Sample preparation

Cr,05 thin films were grown on c-cut single crystalline Al,03(0001)
substrates by RF magnetron sputtering (base pressure: below 107
mbar; Ar sputter pressure: 10~ mbar; deposition rate: 1.72 nm min™;
target size: 100 mm; sample to target separation: 10 cm) of a pure
Cr,0; target material (Robeko GmbH & Co. KG). Prior to the deposition
of Cr,05 the substrates were heated up to 750 °C for about 15 min to
remove adsorbates from the surface and initiate the crystallization of
Cr,0; (Supplementary Fig. 1). Cr,0j3 thin films of nominal thicknesses
ranging from 30 to 250 nm were deposited at 700 °C. The high
deposition temperature ensures a coherent epitaxial growth of Cr,03
thin films. After the deposition, the substrate is cooled down by the
heat dissipation through the sample mounting structure. The max-
imum cooling rate is 30 °C min™, resulting in a high level of thermally
induced strain. To enable magnetotransport characterization, the
samples were capped with a Pt layer in situ at room temperature (base
pressure: 107 mbar; Ar sputter pressure: 8 x 10™* mbar; deposition rate:
0.15 nm s™). A I-mm-thick Cr,0; single crystal (MaTecK, lattice para-
meters do =4.96 A, co=13.59 A) with (0 0 01) surface orientation was
used as a reference sample. We note that the thickness of Pt capping
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was different for Cr,05; samples of different thickness: single crystal
and 250-nm-thick Cr,03 samples are capped with 3-nm-thick Pt; Cr,05
films of other thickness are capped with 5-nm-thick Pt layer.

To address the absence of finite size effects in Cr,03 samples with
a thickness larger than 30 nm, we prepared an additional 15-nm-thick
sample following the same growth protocol as discussed above. Due to
the different criticality behavior (Supplementary Fig. 42), the 15-nm-
thick Cr,05 sample is not used for the analysis of the flexomagnetic
effect and the flexomagnetism is discussed only for the samples with
the thickness in the range between 30 and 250 nm.

The thickness of the Cr,05 film affects the structural properties of
the films due to a different strain state, which also affects the structure
of the Al,03/Cr,05 interface. These two materials are isostructural with
about 4% lattice mismatch within (0 0 0 1) plane. At the initial stages,
Cr,05 grows preudomorphically reproducing in-plane lattice para-
meters of the sapphire substrate. The pseudomorphic state is meta-
stable. By forming this state, the chemical free energy competes with
the strain free energy, which determines the critical thickness of the
pseudomorphic layer®. During the growth, at some thickness of
the film, it is energetically favorable to form dislocations, which are the
limiting factor of the thickness of the pseudomorphic layer. Further,
the film grows in non-pseudomorphic but highly strained state®. The
location of the dislocation determines the thickness of the pseudo-
morphic layer (from the substrate to the plane with dislocations; Fig. 1
taken of a 30-nm-thick sample). With the increase in the total thickness
of the Cr,0;3 film, dislocations tend to diffuse towards the interface
with the Al,O5 substrate. The pseudomorphic layer disappears when
dislocations reach the interface with the substrate, while the coherent
epitaxial relation of Cr,0O3 and Al,O5; remains (Supplementary Fig. 2
taken of a 250-nm-thick sample).

The high-temperature high-field slope of R, in Supplementary
Fig. 27 is strongly dependent on the thickness of the Pt electrode. The
reduction of the thickness of the Pt layer resulted in a decrease of xp,
contribution to the measured transversal resistance. We note that the
change in slope due to the normal Hall effect in Pt does not change the
conclusion about the phase transition temperature. Indeed, for our
analysis of the Néel temperature, we subtract this linear contribution
as it is not dependent on the transition temperature of Cr,05.

We checked that our thin films do not have ferromagnetic signal
as was reported in***>5 (Supplementary Fig. 43).

Electron microscopy characterization

Cross-sectional bright-field and high-resolution TEM measurements
were performed using an image-Cs-corrected Titan 80-300 micro-
scope (FEI) operated at an accelerating voltage of 300 kV. High-angle
annular dark-field scanning transmission electron microscopy
(HAADF-STEM) imaging combined with spectrum imaging analysis
based on energy-dispersive X-ray spectroscopy (EDX) were per-
formed at 200 kV with a Talos F200X microscope equipped with an
X-FEG electron source and a Super-X EDX detector system (FEI). Prior
to (S)TEM analysis, the specimen was mounted in a double-tilt low-
background holder and placed for 8 s into a Model 1020 Plasma
Cleaner (Fischione) to remove possible contaminations. Classical
TEM cross-sections, glued together in face-to-face geometry using
G2 epoxy glue (Gatan), were prepared by sawing (Wire Saw WS 22,
IBS GmbH), grinding (MetaServ 250, Biihler), polishing (Minimet
1000, Biihler), dimpling (Dimple Grinder 656, Gatan), and final Ar ion
milling (Precision lon Polishing System PIPS 691, Gatan). The TEM
study was applied to understand the mechanism behind the persis-
tent strain in magnetron-sputter-deposited Cr,0j3 thin films and to
confirm the high quality and coherent epitaxy of Cr,O3 thin films
(Supplementary Note 1, Supplementary Fig. 2-6). TEM imaging
revealed sharp and high-quality interfaces of Cr,03 with the Al,O5
substrate and the Pt electrode. Fast Fourier transformation per-
formed at the region of the Cr,03/Al,05 interface confirmed the

coherent epitaxial growth of the thin films on Al,O5 (Supplementary
Figs. 3a, b and 5a, 6a, b for the 250-nm-thick and 30-nm-thick films,
respectively). Furthermore, EDX analysis confirmed the phase purity
of the thin films and the absence of intermixing at the Cr,03/Pt and
Cr,05/Al,03 interfaces (Supplementary Figs. 3¢, d and 6c, d for the
250-nm-thick and 30-nm-thick films, respectively).

High-resolution scanning TEM (HR-STEM) was performed on an
FEI Titan® 80-300 probe-corrected instrument (ThermoFisher Com-
pany, US) operated at 300 kV. To this end, scan images were recorded
with a high-angle annular dark-field (HAADF) detector at a camera
length of 115 mm (collection angle 40-200 mrad) and a probe semi-
convergence angle of 21.5 mrad.

X-ray diffraction analysis

XRD studies were carried out using a Rigaku SmartLab 3 kW with a
parallel beam of Cu-K,; radiation, A =1.54056 A (using a Ge (22 0) two-
bounce monochromator). The reflection positions obtained by the
profile deconvolution were corrected using the Al,O5 substrate. Lattice
parameter refinement was performed with WinCSD*.

Raman spectroscopy

The Raman measurements were performed using a JY Horiba LabRAM
HR Evolution Raman Spectrometer in the backscattering geometry.
The excitation wavelength was 532 nm. The power of the incident
beam was <1 mW. The radiation was focused and collected by a
100 xlong working distance objective and the laser spot size was
around 2 um. The Rayleigh length for the beam divergence in the
microscope is about 5 um. As this is about 20 times larger than the
thickness of our thickest film, we do not expect inhomogenieties along
the film thickness. Besides multiple sharp peaks from the Al,O3 sub-
strate, the Raman spectra of the Cr,0; films are dominated by three
relatively broad peaks (Supplementary Figs. 24, 25). The Cr,05 spectra
were fitted using a set of Lorentzian functions to obtain the phonon
frequency dependence on the sample thickness. The variation of the
lattice parameter has been estimated by comparing the observed
phonon frequencies with literature data on pressure-induced phonon
shift and the lattice compression®. All three phonon peaks demon-
strate the frequency shift corresponding to the lattice compression.
This agrees with the fact that the eigenvectors of the observed Raman-
active phonons mainly involve the in-plane motion of the ions*®. Cor-
respondingly, they are mostly affected by the in-plane compressive
strain of the Cr,03 films. Using the XRD data on the strain-induced
deformation and the pressure-induced shift of Raman modes”, we
estimate the variation of the averaged in-plane unit cell parameter a.,
with film thickness (Fig. 1f). We note that if the growth morphology
results in a non-uniform strain, that produces a shoulder in the Raman
peak. This behavior is well established for semiconductor nanos-
tructures, see e.g. Bernardi et al. [59] for the case of Ge nanodots.

Positron annihilation spectroscopy

Being implanted at a well-defined depth in the sample, positrons
annihilate with electrons after localization in vacancy-like defects and
their agglomerations (the so-called vacancy clusters or complexes;
here voids) allowing for depth and concentration-dependent defect
microstructure analysis. The positron annihilation lifetime experi-
ments were carried out at the mono-energetic positron spectroscopy
(MePS) beamline, the end station of the radiation source ELBE (Elec-
tron Linac for beams with high Brilliance and low Emittance) at the
HZDR. Signals were processed by a digital data acquisition system
using a CrBr3 scintillator detector coupled to a Hamamatsu R13089-
100 photomultiplier tube. The data were analyzed using a custom
software rooted at a SPDevices ADQ14DC-2X digitizer with 14 bit ver-
tical resolution and 2 GS s™ horizontal resolution®. The overall mea-
surement time resolution was not worse than 0.21 ns. A typical lifetime
spectrum N(¢) is described by N(¢)= Y (1/7;)I; exp(—t/t;), where 7; and
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I; are the positron lifetime and relative intensity of the i-th component,
respectively (3/;=1). All the spectra were deconvoluted using the non-
linearly least-squared based package PALSfit fitting software®® into
three discrete lifetime components, which provides evidence for two
different defect types and a surface ortho-Positronium annihilation
state. The second lifetime component 7, representing vacancy
agglomeration, is shown in Fig. 1d. The resolution function utilized for
the spectrum analysis required two Gaussian functions with distinct
intensities and shifts depending on the positron implantation energy
E,. All spectra contained at least 107 counts. Further discussion on the
positron annihilation spectroscopy studies is in Supplementary Note 3,
see also Supplementary Fig. 20,21 and Supplementary Table 1. Theo-
retical calculations of positron lifetimes for the delocalized states (bulk
lifetime) and for positrons trapped at defects states were obtained
using the atomic superposition (ATSUP) method within two-
component density functional theory (DFT) ab initio calculations®.
For the electron-positron correlation, the generalized gradient
approximation (GGA) scheme was used®. The calculated positron
lifetimes corresponding to specific spherical-shaped void sizes
(vacancy cluster sizes) are plotted in Supplementary Fig. 22.

Magnetotransport measurements
Magnetotransport is a well-established technique to determine the
phase transition temperature® %, According to Wang et al. [69], the
spin decay length in typical antiferromagnetic insulators including
Cr,05 is less than 10 nm (for Cr,0j3 the spin decay length might be even
smaller in the range of several nm only). This provides the upper
bound on the depth from which we collect the information in the
magnetotransport studies. Due to this surface sensitivity of the
method, we refer to the transition temperature measured via magne-
totransport as to the one measured at the top surface of the Cr,05 film,
T}j’". We measured the magnetic field dependence of the transverse
resistance, Ry (H,T), of a Pt thin film deposited on Cr,05; samples. The
magnetotransport measurements were carried out using the Zero-
Offset Hall preset of a Tensormeter measurement device’®, which
provides the absolute transverse resistance without any offset due to
undetermined sample geometry. Typical current amplitudes were on
the order of 500 pA. For every sample, the R, (H,T) dependencies were
measured for up to 100 different sample temperatures in the range
from 15 °C up to 90 °C (this is the highest temperature, which is
accessible in the setup), as shown in Fig. 2a, b and Supplementary
Fig. 27. At low temperatures well in the antiferromagnetic state of the
sample, the magnetic field dependence of the transversal resistance is
a straight line. This behavior is given by the normal Hall effect of the
Pt thin film (Supplementary Fig. 45). In the vicinity of the
antiferromagnet-paramagnet transition temperature, the anti-
ferromagnetic ordering is weakened and the contribution of the anti-
ferromagnetic Cr,O; to the measured transport signal becomes
discernible (the slope of the Ry.(H,T) dependence taken at zero field
increases). With further increase in the measurement temperature, the
contribution from the Cr,O; transforms the measured Ry (H,T)
dependence from a line to a Langevin-like function. By subtracting the
normal Hall effect in Pt and the paramagnetic contribution from the
Cr,0; (Supplementary Note 5 and Supplementary Fig. 29), we access
the temperature dependence of the contribution to the R, (H,T) from
the antiferromagnetic Cr,03. This is the Ro(7) data shown in Fig. 2c.Ina
small temperature range close to the transition temperature, Ry can be
assumed to be proportional to the primary order parameter. There-
fore, the dependencies Ro(7) are used to determine the Néel tem-
perature (Fig. 2c and Supplementary Fig. 29, 30, 42). Using this analysis
method, we correctly capture the transition temperature of the single
crystal to be 35 °C”, see Supplementary Fig. 29a.

The Ro(T) dependence for Cr,0j3 thin films with the thickness of
30-250 nm can be described with the critical exponent = 0.3, which
is the same as for the reference Cr,05 single crystal. This indicates the

absence of finite size effects in these samples. On the contrary, a 15-nm-
thick sample reveals the critical exponent  of 0.67 (Supplementary
Fig. 42), indicating the onset of finite size effects in this sample.

The magnetic polarization of Pt can be safely excluded from the
consideration. In this respect, it is already established that Pt in
proximity to antiferromagnetic insulators is not polarized’*”¢. This
statement is also valid for Cr,Os/Pt interfaces, where it was experi-
mentally confirmed that the measured transversal resistance is not an
anomalous Hall effect but a spin-Hall magnetoresistance effect®””.
Here, we performed magnetotransport measurements of a 5>-nm-thick
Pt electrode deposited directly on a Al,O5 substrate (Supplementary
Fig. 44). Besides a normal Hall effect due to paramagnetism of Pt, we
do not observe any specific feature on the temperature and
field dependence of the transversal resistance in the studied
temperature range.

Alternatively, the change of the magnetic state at the Cr,05/Pt
interface can be detected by evaluating the change of the slope of the
dependence Ry (H=0,T). The transition of the R (H=0,T) function
from the linear to the Langevin-like shape upon the transition of the
Cr,0; to the paramagnetic state is accompanied by a pronounced
change of the slope ORy, /0H|;, - o at low (<100 mT) magnetic fields (see
lines in Supplementary Fig. 45a). We analyze the variation of this
parameter as a function of temperature according to f((7)= tanh T
(Supplementary Fig. 45b). We correlate the transition temperature to
the inflection point of the hyperbolic tangent function. The obtained
values of the Néel temperature are summarized in Supplementary
Fig. 45c. We note that the Néel temperatures estimated accordingly to
these two methods of the analysis of the magnetotransport data are
similar within the measurement error.

Growth of 30- and 250-nm-thick Cr,05 films on a Pt seed layer
leads to the relaxation of strain (Supplementary Figs. 46, 47, respec-
tively) and low Néel temperature (Supplementary Fig. 30b).

Nitrogen-vacancy magnetic microscopy

NV magnetometry makes use of the electronic spin triplet ground state
of the atomic NV defect in diamond to measure stray fields at the
nanoscale’®. Scanning NV magnetometry was performed with a tip
fabricated from single-crystal, (100)-oriented diamond that was
implanted with N ions at 12 keV and annealed to form NV centers. A
small bias field (<60 Oe) is applied along the NV axis (54° from the
sample normal) to split the m,=|+1) states of the NV. The magnetic
stray field along the NV axis is then proportional to the Zeeman split-
ting of the m,=|+1) states, allowing us to achieve quantitative
nanoscale imaging. For imaging, a single NV center is located at the tip
of an all-diamond scanning probe” to provide scanning magneto-
metry capabilities with ~50 nm spatial resolution. The imaging is per-
formed using feedback to lock to one of the NV resonances®, thereby
extracting the local stray field. We note that NV magnetometry is
sensitive to non-collinear magnetic textures only. The texture should
provide magnetic stray fields, which are detected by the NV magnet-
ometer. Thus, any homogeneous magnetization also the one coming
from the saturated surface with uncompensated moments will not
influence the measured signal. Furthermore, for the analysis of the TR‘“
we follow the decay of the domain contrast

B=B - BY° M

with BRd and BYU® being signed values of the average stray field
strength measured on the oppositely ordered antiferromagnetic
domains (red and blue areas in Fig. 3a, c). When the contrast (1) van-
ishes, we interpret this as the transition to the paramagnetic regime.
No further assumptions are made for the determination of the Néel
temperature in these measurements. This is determined by the
detection limit of the setup, which provides B ~ 5 uT in the vicinity and
above the phase transition. In this respect, the reported Néel
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temperature is a lower bound and can be slightly higher. This means
that the difference between the transport and NV estimates for the
Néel temperature might be even higher, and the flexomagnetic con-
tribution can be larger.

To build Fig. 3b, d and Supplementary Fig. 36, we average the
measured stray field values from oppositely oriented domains sepa-
rately. These average values were used to calculate Byy. The mea-
surements were carried out between room temperature and 85 °C,
which is a hardware limitation for the setup. The temperature evolu-
tion of the antiferromagnetic domain pattern taken of the Cr,O;
samples of different thicknesses are shown in Supplementary
Figs. 32-35. The NV contrast error bars of 2uT correspond to the
halfwidth of the distribution.

Furthermore, we note that the presence of the Pt(3 nm) electrode
does not affect the NV measurement of antiferromagnetic contrast B
(Supplementary Fig. 48).

Multiscale modeling

Molecular dynamics modeling of a Cr,05 block containing 14,050
atoms (60 x 60 x 100 A® simulation box) was done using the LAMMPS
package® (Supplementary Note 6). The systems were parameterized
with reactive force field Cr-Al-0%2. We found that parameters for Al,O5
have a better agreement between theory and experiment. Therefore,
instead of using the parameters of the Cr,03 system and straining
them down to the Al,O; geometry at the bottom interface by 4%, we
used parameters of Al,O5 and strained further by 4% to mimic the same
relative geometric transformations. The structure optimization pro-
tocol includes quick NVT quenching down to 7=10 K with an overall
time of 5000 fs following quick annealing at 7=10 K. An example of
the LAMMPS protocol is provided in Supplementary Note 6. The first-
principles CASSCF calculations were done at the DKH2/CAS(3,5)/
RASSI-SO/ANO-RCC-MB level of theory using OpenMolcas®. In the
complete active space (CAS) model, the total spin of the 3d-shell
populated with three electrons is S =3/2. Having solved the spin-free
CAS problem, all 10 roots were used in further state interaction
modeling using the spin-orbit coupling (SOC)-Hamiltonian. Finally, for
all doubly degenerate SOC-states of the g-tensors were computed
using first-order perturbation theory.

We used the D value fit in ruby as a standard for our ab initio
anisotropy model in the distorted polyhedra of the strained Cr,0s.
That is independent modeling for CrO4-polyhedron as found in the
Al,O3 structure. Then, we employed the ReaxFF model to predict a
possible geometry of the asymmetrically loaded Cr,0O5 fragment. This
modeling produces a local polyhedra distortion along the c-axis and in
the ab-pane. For each CrO¢-polyhedron in the predicted Cr,03 struc-
ture, the D-value and p; was estimated. The limitations of the ReaxFF
model are summarized in®’. Also, for a given geometry, the local ani-
sotropy can be predicted rather well, according to CASSCR/RASSI/SO
literature®.

We stress that the zero-field splitting is a function of all three
lattice parameters for each Chromium ion and, in the general case,
cannot be considered as a function of ¢ value only. The parameter
c=c(2) is computed as the equilibrium value for the given strain and
geometry. Thus, both distributions D(z) and c(2) reflect the actual state
of the Cr,03 epitaxially grown at Al,Os.

Model of strained film

Typically, thin films are considered as homogeneous materials and
variations of the micromagnetic parameters along the film thickness
are neglected. In this approach, physical properties of epitaxial thin
films (magnetic, electric, etc.) are linked to the average values of
structural parameters like lattice constants or stress/strain state, which
are often presented as functions of the overall film thickness. The
primary focus of the manuscript is on the fact that thin film samples
reveal variation of structural parameters along the normal direction of

the film, which results in peculiar magnetic effects. Only within this
assumption that magnetic parameters change across the film thickness
for the same sample, flexomagnetic effects can emerge in Cr,0s.

To describe inhomogeneously strained thin antiferromagnetic
films (Supplementary Note 7), first we expand the Néel temperature
into a power series as the function of the c/a ratio. Having numerical
evidence of a linear behavior of Ty in a wide range of strain values' and
considering thin films, we limit our description to the linear term only.
In this way, we determine the expression (Supplementary Equation
(S20)) for the position of the boundary between the paramagnetic and
antiferromagnetically ordered regions of the thin film, which is used to
calculate the curves in Fig. 4d,e. For quantitative analysis, we need to
determine sources of the magnetic moment in the samples. We take
into account the following contributions, which are written for the
local density of magnetic moments per unit area of the film surface:

0 =0Ogyf + O gis + Ofex + O04-| + 0(' (2)

(i) Uncompensated spins at the top and bottom surfaces®>%*
(Supplementary Fig. 40). This contribution gives the surface magne-
tization dg,s of about 2.2 ug nm™ for a single crystal” and a 200-nm-
thick Cr,05 film* at room temperature, which is several K below the
transition temperature. We note that for a relaxed sample, the surface
magnetization is the same at the top and bottom surfaces. For the
following discussion, we define the direction of L to be associated with
the direction of magnetic moments at the top surface.

(ii) Uncompensated spins at dislocations located close to the
bottom film surface® (Supplementary Fig. 49). This contribution gives
the surface magnetization of about o4;s=0.45 ug nm™2 for a 200-nm-
thick Cr,05 film** close to the bottom interface with AL,O5. Recent
studies carried out for Cr,05 films of 250 nm thickness prepared under
different protocols to reveal different defect nanostructure exhibit the
Néel temperature close to single crystals®. Furthermore, even SPS-
sintered polycrystalline Cr,05 samples with random orientation of the
easy axis across the volume of the sample reveal the bulk value of the
Néel temperature of 307.5 +2 K*. This allows us to conclude that the
local magnetic ordering and direction of the easy axis are not of
importance for the determination of the Néel temperature.

(iii) Ferromagnetism induced by the strain gradient (the inverse
flexomagnetic effect)* (Supplementary Fig. 50). The estimations of the
strain gradient in our samples and flexomagnetic coefficient via mul-
tiscale modeling (Supplementary Note 6, Supplementary Fig. 39) gives
the respective magnetic moment per unit area of the film of order of
0.7 ug nm~2 (Supplementary Table 4).

(iv) Dzyaloshinskii-like coupling between the ferro- and anti-
ferromagnetic order parameters at non-collinear textures results in
044 # 0 (Supplementary Fig. 51). There are two mechanisms which lead
to the appearance of magnetization with the effective surface density
04, induced by the gradients of the Néel vector in Cr,05***. In the
approach by Andreev [42], the spatial orientation of magnetization is
determined by the spatial derivatives of L yet it is not necessarily
aligned with L. The magnetization due to the flexoantiferromagnetic
term introduced by Kabychenkov and Lisovskii [43] is mainly deter-
mined by the spatial derivatives of the in-plane components of L. The
volume magnetization caused by this term is about 0.01 gz nm™ (see
Supplementary Note 7).

In case of Cr,03, the DMI links the antiferromagnetic order para-
meter n=m;—m,+mz-m, with the secondary antiferromagnetic
order parameter n; =m; +m,—ms;—my, where m; denote magnetic
moments of Cr ions within the unit cell'”®, This leads to the spin
canted state with m;=-m, and m,=-m; resulting in a zero total
magnetic moment. This situation is different for a-Fe,O;, where
m=m; and my=m;3; leads to the phenomenon of weak
ferromagnetism®®. Thus, even if spin canting is present in our samples,
it cannot be detected via the NV magnetometry measurements.
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(v) The spatially inhomogeneous reduction of the length of sub-
lattice magnetizations (Supplementary Fig. 37) along the film thickness
(and reduction of L as well) due to the inhomogeneous profile of the
Néel temperature leads to the uncompensated magnetization

L of(T/Ty) ou;;
M, L oz o a—zj , 3)
where the function f determines the temperature dependence of the
sublattice magnetization and the Néel temperature is a function of
strain tensor components u;. We estimate its strength using the tem-
perature dependence of the sublattice magnetization. At T = T}fp, the
respective surface density o, = fé (Mp),dz ~ 2 pg/nm?,

The strength of the aforementioned contributions is summarized
in Supplementary Table 5. Piezomagnetism of Cr,0j; is not taken into
account in our discussion, as it is forbidden in center-antisymmetric
magnetic materials®’.

The inhomogeneous magnetic texture in the film plane leads to
the appearance of stray fields, which can be detected using NV mag-
netometry. In our analysis, we rely on the numerical value of the NV
contrast (1), which can be compared with the theoretical model we
discuss in the following. The average stray field above the top surface
reads

By = (Brop) * (Byor) + (Bz)- “4)

Here, () means average over the NV scan area, (B,p) arises from
the domains pattern at the top surface (contribution (i) discussed
above), (Bpo:) contains the signal from antiferromagnetic domains
at the bottom film surface (contribution (i)) and contribution from
dislocations (contribution (ii)), and (B;) contains the contribution
from the magnetization (v). It is reasonable to assume that defects-
induced moments are randomly distributed in the film. Therefore,
their explicit net contribution is averaged to zero. Hence, we
cannot detect this contribution relying on the analysis of the NV
contrast (1). In this way, we model the NV signal as a function of

temperature as
T\’ T\’
Buy(T)= by [1— (W) } +b, [1— <W> ]
top surface

bottomsurface

1/3 1/3

©)

tarm
+b3/ IM(T,2)|dz,
0

viareductionof L

where the parameters b , 3 incorporate characteristics of the setup,
tarm is the thickness of the antiferromagnetic layer and Tﬁm =Tn(0).
The first two parameters b; , contain information on the uncompen-
sated surface magnetization; b5 determines the average scale of the
contribution from the interior of the film (Supplementary Fig. 52).
There is a constraint on b; and b, that they should have opposite signs
because they come from the oppositely oriented spins at the top and
bottom surfaces®. The signal amplitude b5 by definition consists of
uncompensated sublattice magnetizations along the film thickness,
which are scaling from the saturation magnetization of one sublattice
to zero. Therefore, by magnitude, it should not exceed the signal from
the bottom film surface where the magnetization length is maximal.
We note that upon approaching the transition temperature, the mag-
netic length, which determines the domain wall width, diverges ren-
dering the antiferromagnetic domains as effectively small ones. This
explains why the stray field B is measured not only at the domain walls,

but at the domains as well. In Equation (4), stray fields arising from
contributions (iii) and (iv) are absent. The contribution (iii) induces
magnetization with out-of-plane and in-plane components™. The out-
of-plane component is homogeneous along the film thickness and,
hence, it does not produce stray fields. The in-plane components are
averaged to zero over the film area. The strength of the magnetization
due to the mechanism (iv) is small and can be hardly detected in our
measurements (Supplementary Note 7). We note that uncompensated
moments located at point defects of arbitrary nature do not contribute
to the value of (5) being averaged to zero.

Our theory is not directly applicable the region in the vicinity of
Tn, Where the renormalization group theory should be used to
describe thermal fluctuations of magnetization and smooth transition
from finite sublattice magnetization to the paramagnetic state. Taking
the latter into account, will make the dependency Bny(7) a smoother
function of temperature as well. We note that within our approach, the
kinks in the temperature dependence of the NV contrast (Supple-
mentary Fig. 36) is of the order of 2 uT. Although irregularities in the
NV contrast could be found in the relevant temperature range, the
observed change is close to the resolution of our NV setup and is not
discussed further.

The strength and direction of the magnetic moment, which is
induced by the flexomagnetic effect is determined by the direction of
the strain gradient with respect to crystallographic axes. In the absence
of shear, the strain gradient along the c-axis can result in the magnetic
moment, which is collinear with this axis. The strain gradient along the
selected axis within the ¢ plane can result in the magnetic moment,
inclined with respect to this axis, see Eliseev [14] and Eqns. (26) and (27)
in Supplementary Notes of the manuscript. However, the thermally
induced magnetic moment, M, is generated along the gradient of L
only. The uncompensated magnetic moment of thermal origin is
aligned along the Néel vector (see schematics in Supplemen-
tary Fig. 37).

Data availability

The data supporting the findings of this study are available within the
main text of this article and its Supplementary Information. Further
information on this study is available from the corresponding authors
upon reasonable request. Source data are provided with this paper.
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ABSTRACT

A promising route for the development of opto-electronic technology is to use terahertz radiation to modulate the optical properties of semi-
conductors. Here, we demonstrate the dynamical control of photoluminescence (PL) emission in few-layer InSe using picosecond terahertz
pulses. We observe a strong PL quenching (up to 50%) after the arrival of the terahertz pulse followed by a reversible recovery of the emission
on the timescale of 50 ps at T' = 10 K. Microscopic calculations reveal that the origin of the photoluminescence quenching is the terahertz
absorption by photo-excited carriers: this leads to a heating of the carriers and a broadening of their distribution, which reduces the probabil-
ity of bimolecular electron-hole recombination and, therefore, the luminescence. By numerically evaluating the Boltzmann equation, we are
able to clarify the individual roles of optical and acoustic phonons in the subsequent cooling process. The same PL quenching mechanism is
expected in other van der Waals semiconductors, and the effect will be particularly strong for materials with low carrier masses and long car-
rier relaxation time, which is the case for InSe. This work gives a solid background for the development of opto-electronic applications based
on InSe, such as THz detectors and optical modulators.

Published under an exclusive license by AIP Publishing. https://doi.org/10.1063/5.0080784

The use of terahertz radiation to modulate the optical properties of
van der Waals (vdW) semiconductors is a promising route for the
development of opto-electronic technology." Indeed, this class of materi-
als offers unique engineering possibilities by controlling the material
thickness down to monolayers and by making heterostructures without
lattice matching constrains and with the additional twist-angle degree of
freedom.” Among vdW materials, InSe is a III-VI semiconductor that
has shown numerous promising properties for opto-electronic applica-
tions: it features a direct bandgap, low electron mass that leads to high
electron mobility™ and large bandgap tunability,” * and very low
Young’s modulus that leads to high plasticity.'”'" Therefore, InSe can
be used as an active layer for various applications like photodetec-
tors,' " field-effect transistors,”'* and flexible electronics.'>''°

It was recently shown that InSe is an appealing material for appli-
cations in the THz range, such as detectors and emitters. In fact,

intersubband electronic transitions in few-layer InSe were predicted
and observed experimentally by means of electronic resonant tunnel-
ing."”'” However, the use of InSe in the infrared and terahertz range
of the electromagnetic spectrum has not been intensively investigated
so far. On the one hand, it is of fundamental interest to investigate the
THz/infrared response of InSe,”"”! which, in turn, could constitute a
novel characterization technique for InSe quality testing to be
employed in the more developed visible range technology. On the
other hand, THz radiation can be employed to control the optical
response of the material and the light-matter interaction.”””’

Here, we demonstrate the dynamical control of photolumines-
cence emission in InSe using picosecond terahertz pulses obtained
with the free-electron laser (FEL) FELBE. To this end, we perform a
two-color time-resolved photoluminescence (PL) experiment. After
exciting an electron-hole population with picosecond visible (VIS)

Appl. Phys. Lett. 120, 092104 (2022); doi: 10.1063/5.0080784
Published under an exclusive license by AIP Publishing
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pulses, a THz pulse arrives with a delay on the sample causing a tran-
sient quenching of the PL emission. For all the investigated tempera-
tures, we observe a full recovery of the PL intensity, e.g, on the
timescale of 50 ps at T = 10 K. Our microscopic analysis reveals that
the transient quenching is due to the heating of the carriers after THz
absorption: this leads to a broadening of the electron and hole distribu-
tions in the momentum space that reduces the rate of spontaneous
emission. By monitoring the subsequent recovery of the PL, we are
able to extract the effective cooling times. We accompany our experi-
ment with a microscopic calculation of carrier cooling obtaining good
agreement. The present study is important for the basic physics knowl-
edge of the electron-phonon dynamics in InSe and for the develop-
ment of THz and opto-electronic applications as ultrafast THz
detectors, optical modulators, and ultrafast lasing switchers.

The InSe samples are fabricated via mechanical exfoliation and
are transferred onto a diamond substrate. The thicknesses of the flakes
are measured with atomic force microscopy, and the data are reported
in the supplementary material. The InSe flakes under investigation
have a thickness between 8 and 40 nm. If it is not stated differently, we
show results from a 16.5nm thick sample since the experimental
results do not show any significant thickness dependence. This corre-
sponds to about 20 atomic layers.”* In this work, we focus on flakes
thicker than 8 nm since they feature strong PL emission due to the
direct bandgap.”* For this thickness, the bandgap energy of InSe is of
about 1.31 eV.

w/o THz pulse
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Time-resolved photoluminescence spectra are recorded with a
streak camera coupled to a spectrometer. With this system, 5 ps time
resolution and 1 meV spectral resolution are obtained. A mode-locked
Ti:sapphire (TiSa) oscillator with a pulse length of 3 ps is used as exci-
tation source at 4 = 770 nm. The spot diameter is around 3 ym. The
THz radiation is obtained with an infrared FEL (FELBE). The THz fre-
quency is tuned from 5.5 to 26 THz (from 22 to 110 meV). The THz
pulse length is of about 5 ps. The TiSa laser is reduced from 78 to
13 MHz by pulse-picking with a Pockels cell to match the FEL repeti-
tion rate.

Figure 1(a) shows the time-resolved photoluminescence spec-
trum without THz pumping. The visible radiation excites electrons
well-above the bandgap. After the initial thermalization and relaxation
of the photo-excited carriers, a long-living PL emission is observed at
1.31eV. The PL emission is assigned to a combination of defect-
assisted radiative recombination and band-to-band recombina-
tion.”>”° Figure 1(b) shows the PL decay integrated over the photon
energy. The PL decay time of the PL emission is longer than the time
range of our setup, i.e, Tp > 1 ns.

Figure 1(c) shows the time-resolved PL spectrum with the addi-
tional THz pulse. The THz pulse arrives around 250 ps after the visible
pulse and induces a PL quenching. Shortly after the quenching, the PL
emission is recovered.

The time dependence of the spectrally integrated PL emission is
shown in Fig. 1(d). The PL emission is quenched by about 35% by the

with THz pulse
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FIG. 1. (a) Time-resolved PL spectrum of a thin-flake of InSe at T = 10 K. (b) Time dependence of the PL signal integrated over the emission photon energy (dark gray
curve). The red curve is a fit of the experimental data. (c) Time-resolved PL spectrum with additional THz pumping. The THz pulse arrives 250 ps after the optical pulse and
induces a transient PL quenching. The FEL fluence is ¢pg; = 5 udlem? at 12 THz. (d) Time dependence of the integrated PL signal with THz radiation. (e) THz fluence depen-

dence of the quenching parameter Q.
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THz radiation at THz fluence ¢y = 5 uJ/cm® and reaches values
higher than 50% at higher fluences [see Fig. 1(e)]. The THz fluence
dependence of the PL quenching parameter Q shows a saturation
behavior at high fluences [Fig. 1(¢)]. The quenching parameter Q is
the fraction of PL quenching during the THz pulse arrival with respect
to the PL just before the THz pulse. It ranges between 0 (no quench-
ing) and 1 (full quenching).

In order to extract the PL decay constants, a system of rate
equations is used containing the decay constants (7,, Tpr, and
Teooling) and the quenching parameter Q (all the details are given in
SM). The fits of the PL time dependence are shown in Figs. 1(b)
and 1(d). This way we extract a recovery time after the FEL pulse of
Teooling = 40 * 10 ps at 10 K of lattice temperature. The PL rise time
iS Trige = 50 £ 10 ps.

At this point, the most important question to answer concerns
the mechanism responsible for the PL quenching. As discussed in the
literature for quantum well and quantum dot semiconductor systems,
various physical mechanisms can lead to a PL quenching.””

To investigate whether we observe a resonant effect, we repeated
the experiment at different FEL photon energies, and we did not
observe any significant dependence within our signal-to-noise ratio
(see supplementary material). We conclude that we observe a broad-
band non-resonant effect, thus resonant effects such as phonon excita-
tion,” resonant excitation of shallow impurities,28 intra-excitonic
transitions (e.g., ls-to-2p),27’34 and intersubband transitions”” can be
ruled out.

We also rule out exciton ionization as origin of the PL quenching
since the fluence dependence of the PL quenching shows a saturation
behavior that is in contradiction with an exciton ionization process.”’
Moreover, we observe a strong PL quenching at THz fields of the order
of 1kV/cm, which is much lower than the needed electric field for
exciton ionization in InSe, since the exciton binding energy is of about
20meV.”

Furthermore, lattice heating due to non-resonant absorption by
the substrate could lead to a PL quenching, but (1) we do not expect
this fast dynamics, (2) the substrate is transparent and has a very high
thermal conductivity (no heat transfer from the substrate to the flake
and good thermal dissipation), and (3) the PL emission shows a slight
blueshift after the THz pulse arrival while an increase in lattice temper-
ature would induce a redshift of the PL emission.””"*
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The most probable origin of the PL quenching is THz absorption
by photo-excited free carriers. To verify this interpretation, we analyze
the spectral shape of the PL emission as a function of time [shown in
Figs. 2(a) and 2(b)]. We fit the spectrum at any time with a convolu-

tion of an Urbach tail U(E) o exp (Ei) with the electronic density of

state D(E) o< O(E — E,), where E, is the Urbach energy, E, is the
bandgap energy, and @ is the Heaviside step function.”*”” The fitting
function was then weighted with a Fermi-Dirac distribution
f o< (14 exp (%))_1 The resulting PL intensity reads as

Ipi (@) o< *(U(E) * D(E))f (@, T), 1)

where o is the photon frequency. The complete analytic expression is
given in supplementary material. We use Eq. (1) to fit the spectrum at
any delay time using two free parameters: the carrier temperature and
the density of carriers that contribute to the PL emission. Figure 2(a)
shows the spectra with the fit at two delay times, i.., just before and
during the FEL pulse arrival. By comparing the two spectra, it can be
seen that the FEL pulse induces a quenching and a broadening on the
high-energy side of the peak [see Fig. 2(b)]. This latter effect is direct
evidence of hot-carrier emission.”’ Figure 2(c) shows the time depen-
dence of the carrier temperature as obtained from the fit. The carrier
temperature shows a sharp increase after the visible pulse arrival due
to the excitation of hot electron-hole pairs. A second sharp increase in
the carrier temperature is observed at the THz pulse arrival. The
increase in the carrier temperature is of about 50 K. From this value,
we estimate a terahertz absorption of A = 0.12% by the photo-excited
carriers (see supplementary material).

THz absorption by free carriers explains also the saturation
behavior of the PL quenching at high THz fluences shown in Fig. 1(e).
At high carrier temperatures, i.e., high THz fluences, the carrier cool-
ing time becomes shorter and the electron heat capacity larger. The
fast cooling of hot carriers via optical phonons leads to a limitation on
the temperature that the carriers can reach, therefore a limitation on
the maximum PL quenching. Similarly, at low temperature, the elec-
tron heat capacity increases linearly with the temperature, and this fur-
ther reduces the heating of the carrier distribution at high THz
fluences. A detailed discussion of these mechanisms is given in supple-
mentary material alongside with another possible mechanism that
leads to a saturation behavior at high THz fluences.
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FIG. 2. (a) PL spectra before and during the arrival of the THz pulse. The PL emission is strongly quenched, and a broadening of the peak on the high-energy side is
observed. (b) Zoom in of the high-energy tail of the PL spectra. The emission gets broader at higher effective carrier temperatures. (c) Time dependence of the carrier temper-
ature. The FEL pulse heats the carrier system, and the radiative efficiency drops dramatically.
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Now, we show how the heating of the photo-excited carriers by
THz radiation leads to a PL quenching. To this end, we calculate the
PL emission intensity with a microscopic theory assuming a quasi-
stationary carrier distribution. Therefore, we calculate the lumines-
cence in the free particle limit"'

HOIMG
I(qu) o Im dz .Zk(z)fk( ) ,
T 'k )
Eg +—— —hQ, — iy

()

with the dipole strength d, carrier momentum k, bandgap energy E,,
reduced mass of the electron-hole pair m, and a phenomenological
chosen broadening y. Note that we assume the optical dipole element
d to be independent of the momentum, which is reasonable due to the
negligible momenta of the photons.” £¢(t) and £(t) are the time-
dependent electron and hole distribution after the heating process,
respectively.

To obtain the luminescence from Eq. (2), we calculate the elec-
tron and hole distribution (f¢ and £/*) dynamics with the Boltzmann
scattering equation in the low density limit

=T S (e ) e

Z| Zq ( 3T e q)é(sa & Fho? q)f*'

koc *
3

The equation accounts for the thermalization of electrons to the
lattice temperature, which is encoded in the phonon occupation nj.
The summation * accounts for phonon emission (+) and phonon
absorption (—) processes, which are involved in the scattering. ng
accounts for the phonon occupation of the mode o with momentum

q. The Dirac delta function imposes the energy conservation during

the electron-phonon scattering event. & zk

sion as a function of the carrier momentum k, band /A, and the elec-
tronic subband i. The intersubband spacing is calculated in
supplementary material and is about 28 meV between the first and

(@)= 10

PL intensity (norm
o
w

1.2 13 14
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65

scitation.org/journal/apl

second subband. The effective masses in the conduction and the
valence band are m° = 0.12my and m" = 0.73my, respectively.24’42
gfl‘*"‘ is the electron-phonon coupling element. Further details are given

in supplementary material.

We solve the Boltzmann equation (Eq. 3) for lattice temperature
Tanice = 10 K and by setting an initial carrier temperature T3y = 50 K
as obtained by the spectral fit of the PL emission just after the FEL pulse
arrival. We note that we perform the calculation for different T,;; and
show in supplementary material that the results do not change qualita-
tively by varying this parameter. With this procedure, we are able to cal-
culate the electron and hole cooling time as a function of carrier
temperature and, therefore, the luminescence intensity as a function of
time.

Figure 3(a) shows the calculated PL spectra for selected times
after the FEL pulse arrival. A PL recovery is clearly observed as a con-
sequence of the carrier cooling, while the carrier density is kept con-
stant. The origin of the quenching relates to the broadening of the
electron and hole distributions when the carrier temperature increases.
This can be understood by considering Eq. (2): when the carrier tem-
perature increases, the carrier distributions are broader in the momen-
tum space, and the sum over k in the numerator strongly reduces
leading to a PL quenching.

We stress that the denominator in Eq. (2) contributes to shift the
PL emission to higher energies. This observation is in agreement with
the experimental data. However, the denominator does not have a sig-
nificant influence on the PL quenching that is instead ruled by the
numerator. The following is the intuitive interpretation of the observed
PL quenching: the band-to-band bimolecular recombination depends
on the probability to find both an electron and a hole at k, and this
probability is strongly reduced when the electron and hole distribu-
tions become broader in the momentum space. Further details are
given in supplementary material.

With this calculation, we can compare the time dependence of
the PL recovery after the THz pulse arrival with the experimental data
[see Fig. 3(b) for a lattice temperature of 10K]. We note that in Fig.
3(b), we multiply the calculated curve by a multiplication factor to
match the intensity of the PL quenching. In fact, we notice that from
the theoretical calculation, we expect a PL quenching of about 70%
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FIG. 3. (a) Calculated PL spectra as a function of delay time after the THz pulse arrival on the sample. After the initial quenching, the PL emission increases due to the relaxa-
tion of the heated electrons (holes) to the bottom (top) of the conduction (valence) band. (b) Comparison between experimental and calculated PL recovery after the THz pulse

arrival at 10K.
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[Fig. 3(a)] differently from the experimentally observed quenching of
35%. The reasons for this quantitative disagreement are (1) the limited
time resolution of the setup that smears out the dip in the recorded PL
spectra and makes the experimental value of quenching smaller than
the actual quenching; (2) in the calculation, we made the approxima-
tion of a quasi-stationary distribution, so that we could define a carrier
temperature at any time. This approximation can be critical, especially
during the arrival of the THz pulse, and can lead to a wrong value of
the calculated PL quenching.

To further corroborate our results and to get more information
on the material properties, we investigate the dependence of the PL
quenching on the lattice temperature. Figure 4 shows the lattice tem-
perature dependence of the PL recovery time (black dots). The error
bars are calculated considering the time resolution of the setup and the
error of the fitting procedure. The strength of the PL modulation
decreases at high temperatures (data in supplementary material) as a
consequence of higher electron heat capacity and shorter relaxation
time. Figure 4 shows also the PL cooling times calculated with the
microscopic theory (red line). By comparing the experimental and cal-
culated PL recovery time, we find good agreement between calculation
and data. This strongly suggests that our interpretation and our theory
capture correctly the physics behind the modulation of the PL signal
by the THz pulse.

Interestingly, the cooling time determined via a Boltzmann fitting
of the electron occupation is one order of magnitude longer than the
measured data (Fig. 4, blue line). This is connected to the missing
momentum resolution in the simplification of the complex carrier relax-
ation under the influence of electron-phonon coupling to a single num-
ber (the cooling time). Differently from our full microscopic model, this
method to obtain the relaxation time does not account for the fact that
the PL emission arises mostly from occupied states with small momenta.
In fact, electron-hole bimolecular luminescence is sensitive to the most
densely populated regions, which are the low q-regions because they are
quickly populated via optical phonon scattering.

As discussed, we have used Eq. (3) to calculate, ab initio, the tem-
perature dependence of the cooling times finding very good agreement
with the experimental data. If we start from our calculation and leave
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FIG. 4. Lattice temperature dependence of measured (black dots) and theoretically
predicted (red line) PL recovery time. For comparison, we also show the electron
cooling time (blue line), which is quite different from the calculated PL recovery
time as explained in the main text. The measured temperatures are 10, 30, 50, 80,
110, and 140 K.
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the electron-phonon coupling constant g as free parameter (not done
in any plotted calculation), we find that the best fit is obtained for
¢’ = 0.88g, a slightly smaller value of the coupling constant than what
expected from DFT calculations.">"*

The temperature dependence of the cooling time can mainly be
understood from the scattering of electrons by optical phonons. At
low temperatures, optical phonons only have a minor impact on the
relaxation because the optical phonon energy (fiwzo, = 12.4 meV™)
is too large to contribute effectively to the cooling of carriers with low
kinetic energy.”” Therefore, the cooling is mainly determined via
acoustic phonon scattering at low temperatures. Increasing the lattice
temperature increases the kinetic energies of electrons resulting in a
larger impact of optical phonon scattering to the cooling dynamics.
This leads to a speed-up of the cooling at high lattice temperatures.

Finally, we note that the strength of the PL quenching depends
mostly on (1) THz absorption, (2) electron heat capacity, and (3) car-
rier relaxation time. In other words, it depends on how well the heat-
ing of the electron distribution via THz absorption works. In this
regard, the low electron mass plays a central role since the THz
absorption and the heat capacity depend on the electron mass (A ~ 2
and ¢~ m in a two-dimensional electron gas, respectively). High
absorption and low heat capacity lead to a high heating of the carrier
distribution and, consequently, to a strong PL quenching. The carrier
relaxation time plays also an important role and long time corresponds
to high quenching. To conclude, the PL quenching is expected in other
vdW semiconductors, and the effect will be particularly strong for
materials that have low carrier masses and long relaxation time, which
is the case for InSe.

In summary, we investigated the effects of THz radiation on the
PL emission of few-layer InSe. We observe a transient quenching of
the PL emission induced by heating of the photo-excited electron-hole
system. The PL quenching reaches values up to 52%. The heating and
cooling of the electron-hole system are modeled by Boltzmann equa-
tion, and the PL emission is calculated microscopically. With the
microscopic theory, we are able to reproduce the experimental data
corroborating the physical interpretation that THz free carrier absorp-
tion leads to a broader carrier distribution in the momentum space
and, therefore, to a PL quenching. The increase in cooling time at low
temperatures is attributed to the less efficient cooling via the emission
of optical phonons because of their high energy with respect to the
thermal energy of carriers. By comparing the experimental and theo-
retical results, we provide an experimental estimation of the electron-
phonon coupling constants of 0.88 times of the expected values from
DFT calculations.

All in all, we demonstrate the possibility to use terahertz radiation
for the dynamic control of the photoluminescence emission in a van
der Waals semiconductor. This work demonstrates a promising route
for the realization of opto-electronic technology, such as terahertz
detectors and optical modulators.

See the supplementary material with further experiments and cal-
culations is provided.
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Plasmonic sensing in the infrared region employs the direct interaction of the vibrational fingerprints of
molecules with the plasmonic resonances, creating surface-enhanced sensing platforms that are superior
to traditional spectroscopy. However, the standard noble metals used for plasmonic resonances suffer
from high radiative losses as well as fabrication challenges, such as tuning the spectral resonance posi-
tions into mid- to far-infrared regions, and the compatibility issue with the existing complementary
metal-oxide-semiconductor (CMOS) manufacturing platform. Here, we demonstrate the occurrence of
mid-infrared localized surface plasmon resonances (LSPR) in thin Si films hyperdoped with the known
deep-level impurity tellurium. We show that the mid-infrared LSPR can be further enhanced and spectrally
extended to the far-infrared range by fabricating two-dimensional arrays of micrometer-sized antennas in
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a Te-hyperdoped Si chip. Since Te-hyperdoped Si can also work as an infrared photodetector, we believe
that our results will unlock the route toward the direct integration of plasmonic sensors with the on-chip
CMOS platform, greatly advancing the possibility of mass manufacturing of high-performance plasmonic

rsc.li/nanoscale sensing systems.

. Introduction

The field of plasmonics has elicited great attention and
research efforts for potential applications as varied as
enhanced sensing, waveguides for integrated optical intercon-
nects, and nanoscale optoelectronic devices.'™ Surface plas-
mons generated by the coupling of collective charge oscil-
lations with electromagnetic radiation at a conducting surface®
offer effective light-matter interactions in nanoscale structures
with sub-wavelength light confinement and large enhance-
ment of the local electromagnetic field intensity.>® In this
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framework, materials with a good crystalline quality and a
small amount of plasmon losses are proposed for plasmonic
applications that span a wide range of electromagnetic
frequencies.>”® Particularly, the mid-infrared (MIR) spectral
range that covers the frequency band from 3000 to 300 cm™" is
of high interest for chemical and biological molecular
sensing,”'" since many molecules display unique spectral
vibrational fingerprints in this range. Therefore, a plasmonic
material platform that can be tailored to the frequency range
of interest with strong subwavelength confinement is

desired."
It has been recently shown that hyperdoped
semiconductors'®"*™'® provide a promising material system

for the development of a plasmonic platform with inherent
advantages in the mid-infrared (MIR) region.'®*° Here, hyper-
doping means a doping concentration well above the impurity
solid solubility limit. Contrary to metals (Au, Ag, and Al), in
which the density of free electrons is fixed and the resulting
resonance frequencies are mainly located in the visible and
near-infrared (VIS-NIR) spectral range,'" the plasmon reso-
nance in doped semiconductors can be tuned over a broad
spectral window, ranging from NIR to far-infrared (FIR) by con-
trolling the carrier concentration.'>'**'"2® Among hyperdoped
semiconductor materials, Si is the most desired material for
plasmonic applications in the MIR spectral range, owing to its

This journal is © The Royal Society of Chemistry 2022
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compatibility with the complementary metal-oxide-semi-
conductor (CMOS) technology.”"*>*”~*> Moreover, a plasmonic
material based on doped Si has certain advantages over other
doped semiconductors, such as cost-effectiveness, environ-
mental friendliness and the well-developed and versatile fabri-
cation process. Importantly, compared to III-V semi-
conductors, the absence of optical phonon absorption in the
FIR spectral range in Si will naturally reduce the plasmon
losses since Si is a non-polar semiconductor."”***° Recently,
Si hyperdoped with the chalcogen dopant Te has gained
increasing attention in the development of room-temperature
MIR photodetectors.*® Also, Te-hyperdoped Si exhibits a high
free-electron concentration with a reasonably high mobility,*”
as well as a better thermal stability as compared to other deep-
level impurities.®® This boosts the potential of Te-hyperdoped
Si serving as a nanoscale MIR plasmonics platform with a
broadly tunable plasma frequency. Such a platform could
allow an easy integration with the current chip technology, pro-
viding room-temperature enhanced IR sensing.

In this work, we explore the potential of using Si hyper-
doped with the deep-level dopant Te as an alternative for
MIR-FIR plasmonic materials. A plasma frequency w, of
around 1880-1630 cm™" is obtained in the Te-hyperdoped Si
material. In addition, micrometer-sized antenna arrays, which
are fabricated from the Te hyperdoped-Si layer via electron-
beam lithography and reactive ion etching, exhibit an
enhanced localized plasmon resonance in the spectral range
of 100 to 700 cm™" compared to the non-patterned Te-hyper-
doped Si material. This work points out the potential of Si
hyperdoped with Te for plasmon-enhanced sensing appli-
cations such as the detection of the vibrational fingerprints of
thin molecular films.

[I. Methods

A. Experimental methods

A non-equilibrium approach combining ion implantation and
flash lamp annealing (FLA) is used to achieve solid-phase epi-
taxial regrowth of hyperdoped-Si layers with a Te doping con-
centration several orders of magnitude above the equilibrium
solid solubility. The electrical and optical properties of Si
hyperdoped with Te have been systematically investigated
previously.>**” It was found that the hyperdoped-Si layer with
a Te concentration of 1.5% exhibits below-bandgap infrared
absorption and yields high electron concentration. In this
work, we used (100)-oriented double-side polished Si wafers
(p-type, boron-doped, p ~ 1-10 Qcm) with a thickness of
around 380 pm. A triple implantation with energies of 350 keV,
150 keV and 50 keV with a fluence ratio of 5.3:2.3:1 was
applied to compensate the Gaussian distribution of Te
dopants during the implantation process.>’ The dopant con-
centration and the doping depth can be increased by increas-
ing implantation fluence and energy, respectively. The para-
meters can be simulated by using the software of the Stopping
and Range of Tons in Matter (SRIM).***° Note that, in our pre-

This journal is © The Royal Society of Chemistry 2022
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vious works,*®*” we used pulsed laser melting to recrystallize
Te-implanted Si with a thickness of about 100 nm. Here, milli-
second-range FLA is applied to recrystallize the implanted
layer.*"*> The FLA was performed in nitrogen ambient with a
pulse length of 3 ms along with an energy density of around
58 J em 2. This corresponds to a temperature in the range of
around 1200 + 50 °C at the sample surface. Further details on
the FLA system employed in our experiments can be found in
the ESLf¥ The optimal FLA parameters were obtained by
inspecting the crystalline quality of the implanted layers using
micro-Raman spectroscopy.

The antenna patterning was achieved by electron-beam
lithography and reactive ion etching (see ESIT for more
details). The geometrical details of the two-dimensional Te-
hyperdoped Si antenna arrays are schematically depicted in
Fig. 1. The rectangular antenna arms have a size of 2 pm
(length) x 0.8 pm (width), and two equal arms featuring
different gap sizes varied between 0.2 and 1 pm.

Structural characterization of the Te-hyperdoped Si layers
and antenna arrays were performed by micro-Raman spec-
troscopy using a linearly polarized continuous 532 nm Nd:YAG
laser for excitation and by scanning electron microscopy (SEM,
S-4800, Hitachi). In addition, the microstructural properties of
the FLA-treated Te-hyperdoped Si layer with a Te doping con-
centration of 1.5% were investigated by high-angle annular
dark-field scanning transmission electron microscopy
(HAADF-STEM) imaging coupled with spectrum imaging ana-
lysis based on energy-dispersive X-ray spectroscopy (EDXS) to
obtain cross-sectional element distribution maps. Further
details concerning the TEM techniques employed in our
experiments can be found elsewhere.’’ The electrical pro-
perties were characterized using a Lake Shore Hall measure-
ment system in a van der Pauw configuration. IR measure-
ments were carried out at room temperature by Fourier-trans-
form infrared spectroscopy (FTIR, Bruker Vertex 80v). A
Deuterated 1-Alanine doped Triglycine Sulphate (DLaTGS)
detector was used for the detection of MIR (from 10000 to
400 cm™') radiation, while a deuterated triglycine sulfate
(DTGS) detector was used for FIR (from 700 to 10 cm™"). FTIR

d, =3 um

e
N 1]

I1=2um
I? d,=1.2um
N N N N

Fig.1 A sketch of the geometry of the Te-hyperdoped Si antenna
arrays. The geometrical details are indicated in the figure.
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measurements were performed in vacuum to eliminate the
infrared absorption lines of the atmosphere. A reflection geo-
metry was employed to quantify the absolute reflectivity of
FLA-performed Te-hyperdoped Si layers and the antenna
arrays. The reflectance of a gold mirror was measured as a
100% reflectance standard for the FTIR data.

B. Theoretical methods

Electromagnetic simulations were carried out using finite-
difference time domain (FDTD) methods (FDTD 3D
Electromagnetic Simulator, DEVICE Multiphysics Simulation
Suite, Lumerical Inc. version 8.22.2072).*

Before FDTD simulations, the broadband optical properties
of the material, more specifically the real and imaginary part
of permittivity need to be determined first. The permittivity of
bulk highly doped semiconductors can be modeled approxi-
matively across a wide frequency range using the Drude
model:

o ) ne? )
=g|1-—P2 |, -
e@) =& ®?* +iwl “p eseom*(n) (1)

’ Fall w; y Fw;/w
elw)=¢+ie" =¢|1— P + leg oy (2)

where the frequency-dependent permittivity ¢(w) is character-
ized by the screened plasma frequency w,, the scattering rate
I, the background dielectric constant ¢ (for Si, ¢ ~ 11.7) and
the permittivity of free space &,. The screened plasma fre-
quency w,, given above is characterized by the dielectric con-
stant eg¢o, the free-carrier density n, the charge of the electron
e and the non-parabolic doping-dependent effective mass of
the free carriers m*(n) (0.27m. for n-type heavily doped
Si****%) If I' is small, w, marks the approximate spectral
position where the sign of the real component of the semi-
conductor permittivity (¢) switches from positive to negative.
Therefore, such kind of semiconductors can serve as an engin-
eered MIR-FIR plasmonic material at frequencies (wavelengths,
Ap :Zw—’;”) lower (greater) than the plasma frequency of the
material. Particularly, the plasma frequency can be accurately
controlled by the doping concentration of the semiconductor.

lll.  Results and discussion
A. Material properties of the Te-hyperdoped Si layer

Raman spectroscopy and Hall measurements were performed
in order to characterize the structural (Fig. 2(a)) and electrical
properties (Fig. 2(c) and (d)), respectively (further data can be
found in section D of the ESI{). The Raman spectrum of the
as-implanted sample shows a very broad Raman band located
at 460 cm™', which corresponds to a typical feature of the
amorphous silicon layer created during the Te implantation
process.’®"” After FLA, only the sharp peaks at 520 cm™" and
303 cm™' are observed, which are ascribed to the transverse

optical (TO) phonon mode and the second-order two trans-
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verse acoustic phonon (2TAg;) scattering, respectively. This
indicates that the crystalline structure of the FLA-treated Te-
hyperdoped Si layer is completely restored with comparable
quality as the virgin Si wafer. A representative cross-sectional
HAADF-STEM image superimposed with the corresponding
EDXS-based element distributions is shown in Fig. 2(b). Apart
from the native oxide layer at the surface, Te is found to be
quite evenly distributed within the top ~120 nm of the Si
wafer. However, the Te dopants show segregation with further
increasing depth. In our previous work, we used pulsed laser
annealing to melt Te-implanted Si, where the implanted layer
is around 120 nm thick and the Te distribution is hom-
ogenous.’® Here, we use a higher implantation energy along
with flash lamp annealing to fabricate thicker hyperdoped
samples, leading to some Te segregation at the interface
between in the implanted layer and the Si substrate. In order
to get a more homogenous Te distribution in thicker hyper-
doped layers, the parameters for flash lamp annealing such as
pulse duration and energy, pre-heating temperature and dur-
ation should be optimized.*® As shown in Fig. 2(c) and (d), the
Te-hyperdoped Si displays n-type and metal-like conductivity.
The sheet carrier density and the carrier mobility measured at
300 K are 1.5 x 10" em™ and 32 cm® V' 57, respectively
(further data can be found in section D of the ESI}). As indi-
cated in the cross-sectional STEM image (Fig. 2(b)), the Te
impurities distribute within a depth of up to around 220 nm
and the segregation occurs between 120 and 220 nm.
Therefore, the estimated volume carrier density ranges from
1.25 x 10*° to 9.4 x 10" em™® depending on the assumed
effective thickness. This indicates an electrical activation
efficiency of around 15% at room temperature. According to
the theoretical Drude formalism (as shown in eqn (1) and (2))
and assuming our Te-hyperdoped Si layer as a bulk material,
wp is calculated to be around 1880-1630 cm™ ', using the elec-
trical transport data.

To cross-examine the accuracy of the plasma frequency of
the bulk material obtained above with respect to the experi-
mental values, we performed a further analysis of the reflec-
tion spectrum of the thin film using transfer matrix method
(TMM). Fig. 2(c) displays the normal-incident reflectance (R/
Ryu) spectra of the Te-hyperdoped Si layers measured by FTIR
at room temperature. The spectrum of a Si wafer was also
measured for comparison. The red dash-dotted line displays a
three-layer system simulation of the reflectivity spectrum of Te-
hyperdoped Si as described in the following. The approxi-
mated dielectric function of the implanted layer was con-
structed based on the multi-layer transfer matrix formalism
with 20° incidence angle via VASE (vase-ellipsometer-liquid-
prism-cell) software.*® This model consists of two layers: (i) the
implanted layer described by the Drude approximation func-
tion, and (ii) the Si substrate described by the tabulated
optical constants of monocrystalline Si. The fitting gives a
carrier concentration of 1.27 x 10*° em™ and plasma fre-
quency is around 1900 cm ™" with the input free electron mass
of 0.27m,., which is reasonable for n-type deep-level impurity
heavily doped Si.*****® The extracted plasma frequency from
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Fig. 2 Material characterization for FLA-treated Te-hyperdoped Si sample with the doping concentration of 1.5%. (a) Room-temperature micro-
Raman spectra. The Raman spectra of the as-implanted sample as well as virgin Si (red and green solid lines, respectively) are also included for com-
parison. The spectra are stacked vertically with a constant offset for clarity. (b) Cross-sectional HAADF-STEM image superimposed with the corres-
ponding EDXS element distributions (blue: tellurium, green: silicon, red: oxygen). Apart from the native oxide layer at the surface, Te is found to be
quite evenly distributed within the top ~120 nm of the Si wafer. However, the Te dopants show segregation with further increasing depth. (c) The
temperature-dependent sheet resistances. Also, the Si substrate is included as comparison. (d) The Hall resistance at 2 K and 300 K with a linear fit
to experimental data. (€) Room-temperature reflectance spectra. The reflectivity of a bare Si wafer is included as a reference. (f) Reflectance
measurements at different temperatures.
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the fitting is shifted to a slightly higher wavenumber compared
to the one obtained from the Drude formalism. The discre-
pancy may be related to the rather thin film thickness together
with the graded doping; as a consequence, the fit allows many
different solutions of similar quality, yet none could be found
with optimal agreement. Besides, the line shape of the spec-
trum can be affected by the measurement conditions, such as
the brilliance of the light source,’>”! the maximum angle of
acceptance of the detector.”® One must carefully examine the
experimental and instrumental conditions used during the
measurement of the reflectance spectra, from which the broad-
band permittivity of the material is deducted. Fig. 2(d) displays
the temperature-dependent spectral reflectance of the Te-
hyperdoped layer. The reflectance spectrum at different temp-
eratures exhibits similar behavior, which suggests that Te-
hyperdoped Si can be used as a plasmonic material in a broad
temperature range. In addition, the plasma frequency and
optical response of Te-hyperdoped Si can be tuned by altering
the doping concentration as well as the electrical and optical
excitation.

B. LSPR in Te-hyperdoped Si: electromagnetic simulations

In order to understand and design the antenna response, we
have performed FDTD simulations. We started with the sim-
plest structure to simulate the spectral response of one
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nanobar with an atomic Te doping concentration of 1.5% on a
Si substrate in order to first analyze the possible range of plas-
monic resonances. The dimensions of the antennas were set
to be the same width (w) of 0.8 pm and thickness of 0.3 pum, as
mentioned in the previous section, except the arm length (I)
was varied from 0.5 to 3 pm. The corresponding extinction
spectra and electric field intensity distribution are shown in
Fig. 3. As displayed in Fig. 3(a), when the polarization is per-
pendicular to the long axis of the antenna, the spectral posi-
tion of the resonance does not change as the antenna length
increases. On the other hand, when the electric field polariz-
ation is parallel to the long antenna axis, the plasmon reso-
nance shows a red shift (for a depiction in linear wavelength
scale see ESI Fig. S1f) with increasing antenna length
(Fig. 3(b)). The difference in the extinction cross-section shown
in Fig. 3(a) and (b) indicates that the LSPR mode in Fig. 3(a) is
much less intensive than that in Fig. 3(b). To understand the
nature of these two modes, we further calculated the corres-
ponding electric field intensity distributions at the resonance
positions (at the wavelength of 25 um), which is displayed in
the top-down view in Fig. 3(c) and (d), respectively. As dis-
played in the coordinate, the antenna has a width of 0.8 pm
and an arm length of 2 pm. As the polarization direction is
perpendicular to the long axis of the antenna, shown in
Fig. 3(c), the free electrons only accumulate along the longer
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Fig. 3 The simulated extinction spectra as a function of the antenna length of a single antenna with the electric field polarization perpendicular to
the long antenna axis (a) and parallel to the long antenna axis (b). The antenna length against wavelength is plotted in Fig. S1 in the ESIY for clarity.
Top-down view of the electric field distribution map of single-arm antenna at the LSPR position (at the wavelength of 25 pm), the electric field
polarization perpendicular to the long antenna axis (c) and parallel to the long antenna axis (d). The electric field enhancement is obtained by nor-

malizing the electric field intensity to the incident plane wave amplitude Eq.
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edge (length), indicating that this plasmonic resonance is a
transverse mode. Whereas, in the case of Fig. 3(d), since the
polarization direction is parallel to the long axis of the
antenna, the free electrons in turn accumulate along the
shorter edge (width), exciting the longitudinal mode at longer
wavelength (Fig. 3(d)). This in general results in the strong
near-field enhancement, which will be beneficial in surface-
enhanced spectroscopies.

From the FDTD simulations of the single antenna in Fig. 3,
we have successfully obtained the spectral range of the LSPRs
for such a system. We then investigate the plasmonic pro-
perties of an array of coupled antennas, i.e. two nanoantennas
placed very close to each other, forming a repeating structural
unit, as illustrated in Fig. 1. The separations between units
along the x and y axis were set to be 3 pm and 1.2 um, respect-
ively. The dimensions of the nanoantennas were kept constant:
[ =2 pm; w = 0.8 pm; and ¢ = 0.3 pm. Only the gap size
between the two adjacent antennas was varied from 0.1 pm to
1 pm. However, since both periodicities are much smaller than
the wavelength of the incident radiation resonant to the
plasmon of Te-hyperdoped Si, we expect the diffractive far-field
coupling not to interfere with the LSPRs. Fig. 4(a) reveals the
broad-band spectral response of the coupled system, showing
two reflection peaks sandwiching a reflection dip in between,
indicating that the coupling between two adjacent nanoanten-
nas is present. The presence of coupling is also corroborated
by the fact that, as the gap size increases, the reflection peaks
experience a slight blue shift due to the decreased near-field
coupling strength. However, further careful examination is still
needed, since the reflection intensity is expected to be consist-
ent with the transmission intensity. Hence, the electric field
intensity distribution, along with the corresponding charge
distribution of the nanonantenna pair at both reflection peaks
and valleys were plotted in the cross-section view, shown in
Fig. 4(c) through (f), taking the structure with gap size g =
0.2 pm as an example. The spectral positions were all marked
correspondingly in Fig. 4(b). Simulation reveals that at small
wavenumbers, the system exhibits predominately the charac-
teristics of a coupled dipolar resonance,”*>* such as Fig. 4(c)
and (d). This indicates that, an additional mode is created at a
longer wavelength due to the coupling between the two adja-
cent nanoantennas. However, at shorter wavelength, the
system exhibits briefly a quadrupolar resonance, shown in
Fig. 4(e), and then transitions into non-coupled dipolar reso-
nance (Fig. 4(f)). Note that the six-node charge distribution in
Fig. 4(e) is because the energy level of the quadrupolar reso-
nance is too close to the non-coupled dipolar resonance. This
plasmonic behavior over the spectrum of interest suggests a
classic plasmonic hybridization model, where the longitudinal
dipolar resonances are treated as electric dipoles and the
quadrupolar resonances as an electric dipole pair with oppo-
site moment, the sketch of which is shown in Fig. S2 in ESL{

Upon plasmonic hybridization, the dipolar resonances
form a bonding mode, occupying a lower energy level, as well
as an anti-bonding mode, occupying a higher energy level. At
the same time, the quadrupolar resonances experience the
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same process, creating two additional energy levels. However,
from FDTD simulations, only two energy levels were observed
(Fig. 4(c)—(e)), indicating that the two anti-bonding modes are
likely residing at the energy levels beyond the plasma fre-
quency. On the other hand, we also observed that the non-
coupled dipolar resonance remains prominent over a broad
range of the spectrum, as evidenced in Fig. 4(f). This result
indicates that even with a relatively small gap size that we
simulated, the coupling strength is relatively low, which is cor-
roborated by the small permittivity of the Te-hyperdoped Si
material, as compared to the conventional plasmonic
materials such as gold. It is safe to assume that, if a system
with high coupling strength is needed, a much smaller gap
size is generally required. However, this does not negate the
value of plasmonic semiconductor materials. First, the “weak”
confinement, despite the lower local field intensity, allows the
plasmonic resonances to reach the bulk environment with a
large interrogation volume. This could provide more stable
detection performance at large distances from the semi-
conductor/dielectric interface, as well as potentially reducing
the detection limit. Second, the propagation loss from the
plasmonic semiconductor material is very low, since the ima-
ginary part of the permittivity is a few orders of magnitude
lower than that of plasmonic metals. While this is by no
means the defining factor of a “better” material, it does
provide a unique feature as compared to classic plasmonic
metals. Additionally, the Te-hyperdoped Si material can result
in an effective n-type doping with carrier density approaching
10*' em™,*” which is only one order of magnitude lower than
that of metal, in conjunction with a few comparative
studies,>>® it would be reasonable to assume that the plasmo-
nic performance from the Te-hyperdoped Si material could be
on par with plasmonic metal structures.

C. LSPR in Te-hyperdoped Si: infrared spectral properties

The hyperdoped Si paired-arm antenna arrays with a Te
doping concentration of 1.5% were designed based on the con-
siderations of providing maximum coupling between the
paired antenna arms and preserving the maximum coverage of
the substrate. Therefore, the period for the antenna arrays is
designed to be large enough to avoid significant near-field
interactions between two neighboring paired antennas, where
the near field coupling is only possible between the two nano-
bars within the same pair, as verified by the electromagnetic
simulations (FDTD electric field intensity map) shown in
Fig. 4. At the same time, the period for the antenna arrays
should be smaller than the wavelength of the incident radi-
ation resonant to the plasmon to avoid crosstalk between LSPR
and diffractive far-field coupling. Thereby, with a small period,
we can ensure that the spectral response is strong enough
since more nanostructures will be measured in the same unit
area. In this design, we can ensure that the plasmonic anten-
nas provide spectral response strong enough to be detected.
Moreover, the gap (g) between the two arms is varied from
0.2 pm to 1 pm, which aims at affecting the local intensity dis-
tribution, thereby further boosting the enhancement and con-
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Fig. 4 The FDTD simulations for the paired-armed antennas. The simulated antenna has a width of 0.8 um, a thickness of 0.3 pm and an arm length
of 2 um. (a) The simulated reflection spectra as a function of the gap size in an array of paired-arm antennas (antenna arm length, 2 pm) with the
electric field polarization parallel to the long antenna axis. (b)—(f) are simulation results of a nanoantenna pair consisting of two identical nanobars
with a gap size of 0.2 um. (b) Simulated reflection spectrum and the cross section view of the electric field enhancement distribution (upper panels
in c—f), as well as the charge distribution (lower panels in c—f) at the wavelengths of 44 pm (227 cm™) (c, marked with a blue solid square), 33 pm
(303 cm™Y) (d, marked with a red circle), 25 pm (400 cm™) (e, marked with a green triangle), and 17 pm (588 cm™) (f, marked with a purple star),
respectively. The electric field enhancement is obtained by normalizing the electric field intensity to the incident plane wave amplitude Ey.
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finement of the field. Representative SEM images of Te-hyper- (/) of 2 pm and consist of two equal arms featuring a gap size
doped Si paired-arm antenna arrays are presented in Fig. 5, of 0.2 pm (Fig. 5(a)), 0.3 pm (Fig. 5(b)), 0.4 pm (Fig. 5(c)), and
where the antennas have a width (w) of 0.8 pm, an arm length 1.0 pm (Fig. 5(d)). In order to investigate the sensing appli-
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Fig. 5 Demonstration of MIR-FIR localized surface plasmon resonances in Te-hyperdoped Si antenna arrays. Bird's-eye SEM images of antenna
arrays with an antenna width of 0.8 pm, an arm length of 2 pm and two equal arms featuring different gap sizes: (a) 0.2 um, (b) 0.3 pm, (c) 0.4 pm
and (d) 1.0 um. (e) Representative reflection spectra for the antenna arrays shown in (a)—(d). The spectra are measured with the electric field polariz-
ation parallel to the long antenna axis. (f) The simulated reflection spectra of the same antenna arrays in (e), which correspond to horizontal cuts
through Fig. 4(a). The spectra in (e) and (f) have been vertically offset with a constant of 0.1 for clarity.
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cations of Te-hyperdoped Si antenna arrays, it is worth discuss-
ing the antenna signal in reflection geometry. Particularly, it is
important to use the reflectance spectrum in realistic MIR
chemical sensing devices, since the aqueous solutions are not
transparent at MIR frequencies.

Fig. 5(e) demonstrates the reflection spectra in the far-infra-
red range at normal incidence with the electric field polariz-
ation direction parallel to the long antenna axis. The spectra
recorded in the mid-infrared range are shown in Fig. S3 in the
ESL.T We conducted a comparison of the measured reflection
spectra of the paired-arm antenna arrays with four different
gap size of 0.2, 0.3, 0.4, and 1.0 pm, with / = 2.0 pm and w =
0.8 um for an individual antenna arm. In order to extract the
antenna optical response, the reflectance is displayed as R/Ryy,
with R and Ry, being the reflection spectra acquired from the
antenna array sample and from a gold mirror, respectively.
The experimental results clearly display two sets of reflection
peaks and valleys, shown in Fig. 5(e). In addition, these fea-
tures barely observed when the excitation electric field is
oriented perpendicular to the long antenna axis (shown in
Fig. S4 in ESIf). This suggests that the line shape that we
observe in Fig. 5(e) is indeed caused by the presence of longi-
tudinal plasmonic modes. Furthermore, a blue shift of the fea-
tures with increasing gap size is observed, indicating that the
coupling between two adjacent nanobars is present. Fig. 5(f)
presents the simulated reflection spectra for the same antenna
arrays shown in Fig. 5(e). The line shapes of the two sets of
spectra show reasonable resemblance to each other, indicating
that our simulation can provide a good insight to the plasmo-
nic behavior of the system. However, discrepancies are also
noticeable. We believe, they mainly originate from the inhom-
ogeneity of the Drude response, because the Te doping profile
is not perfectly uniform along the depth, as shown in Fig. S5
in ESI.f One important aspect that should be noted, is that for
plasmonic semiconductors, an accurate broadband permittiv-
ity (¢(4) and €'(4)) is the key to the quality of simulation, and
has to be extracted properly. In our simulations, the permittiv-
ity of the Te-hyperdoped Si material was extracted from the
classic Drude mode calculation, which only represents the
theoretical values for the bulk material. In reality, the permit-
tivity of the same material but in thin-film configuration often
varies, which is partially evidenced by the discrepancies
between the Drude model and the fitted data obtained via the
TMM shown in Fig. 2. Moreover, the plasmon damping near
the edges of the antenna structures may be much higher than
in the inner part due to additional scattering by the roughly
etched surfaces and nonideally shaped cuboid (as shown in
the insets of Fig. 5(a)-(d)), which can be further minimized by
optimizing the etching parameters.

V. Conclusions

In summary, we have demonstrated that Si hyperdoped with
the deep-level impurity Te is a promising material platform for
MIR-FIR plasmonic applications. We have accomplished elec-
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tron density of about 1.25 x 10*° to 9.4 x 10" cm™ in Te-hyper-
doped Si, which gives rise to a plasma frequency w,, of around
1880-1630 cm ™' (4, = 5.3-6.1 pm), ideal for surface-enhanced
infrared absorption spectroscopy. By fabricating two-dimen-
sional antenna arrays out of the Te-hyperdoped Si, multiple
plasmon resonance modes are excited in the frequency range
of 100-600 cm™'. Since the whole manufacturing process of
the Te-hyperdoped Si antennas is compatible with the CMOS
technology, our result holds great promise for the realization
of CMOS-compatible MIR-FIR devices for substance-specific
molecular sensing, IR imaging, light detection, and energy
harvesting.
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User facilities and services

lon Beam Center (IBC)

The lon Beam Center (IBC) at HZDR combines various machines (electrostatic accelerators, ion
implanters, low-energy and focused ion beam systems) into a unique facility used for ion beam
modification and ion beam analysis of materials. The available energy range spans from a few eV to
60 MeV with a respective interaction depth in solids between 0.1 nm to 10 um. In addition to standard
broad beams also focused (down to 1 nm) and highly-charged ion beams with charge states up to 45+
are available. In combination with an allocated ion beam experiment, users can also profit from struc-
tural analysis (electron microscopy and spectroscopy, X-ray scattering techniques) and sample or
device processing under clean-room conditions. At the 6-MV tandem accelerator, the DREAMS
(DREsden AMS = accelerator mass spectrometry) facility is used for the determination of long-lived
radionuclides, like 719Be, 26Al, 36Cl, 41Ca, 5°Fe, 1?°|, and others. A schematic overview of the IBC
including the description of the main beam lines and experimental stations is given on page 87 of this
Annual Report. In 2022, about 12,300 beam time hours were delivered for 155 proposals of 128 users
from 16 countries worldwide, performing experiments at IBC or using the capabilities for ion beam
services.

p i
o - -

Y

The IBC has provided ion beam technology as a user and competence center for ion beam applica-
tions for more than 30 years. With respect to user beam time hours, the IBC is internationally leading,
and has been supported by numerous national and European grants, and by industry.

The research activities cover both ion beam modification and ion beam analysis (IBA), as well as
rare isotope detection capabilities (accelerator mass spectrometry, AMS).

The operation of IBC is accompanied by a strong in-house research at the affiliated host “Institute
of lon Beam Physics and Materials Research”, both in experiment and theory. Furthermore, the IBC
strongly supports the commercial exploitation of ion beam technologies of partners from industry, which
is essential for materials science applications. For ion beam services, the HZDR Innovation GmbH
(spin-off of the HZDR) — www.hzdr-innovation.de — provides a direct and fast access to the IBC facilities
based on individual contracts.

Quite recently, new ion beam tools and end stations have been commissioned which will attract new
users by state-of-the-art experimental instrumentation. In a new end station for Rutherford-
backscattering spectrometry (RBS), solid-liquid interfaces can now be investigated in-situ in an electro-
chemical cell. An ion microscope ORION NanoFab (He/Ne ions, 5-—35keV) provides unique
possibilities for surface imaging, nano-fabrication, and for the first time, elemental analysis based on


http://www.hzdr-innovation.de/
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ion beam techniques. The cluster tool at the 6-MV accelerator allows in-situ deposition and analysis
investigations at temperatures of up to 800 °C. Medium-energy ion scattering (MEIS) is now available
for investigation of elemental compositions and depth profiles of ultra-thin layers at the new 100-kV
accelerator.

IBC activities are efficiently integrated into various Helmholtz programmes within the research field
“Matter”, but also in the Helmholtz cross-programme activities “Mineral Resources”, “Materials
Research for Energy Technologies”, and “Helmholtz Energy Materials Foundry”. Since 2013, the IBC
has been recognized as a large-scale facility within the “BMBF Verbundforschung” promoting long-term
collaborations with universities. In addition, as of 2019 the IBC is coordinating the EU Integrated
Infrastructure Initiative (13) project RADIATE, which provides trans-national access to the largest ion
beam centers in Europe (www.ionbeamcenters.eu).

Following the rules of a European and national user facility, access for scientific experiments to IBC
is provided on the basis of a proposal procedure (www.hzdr.de/IBC) via the common HZDR user facility
portal HZDR-GATE (gate.hzdr.de), and for RADIATE via www.ionbeamcenters.eu. IBC users from EU
countries are eligible to receive support through the RADIATE initiative. Due to the availability of
multiple machines and versatile instrumentation, IBC proposals can be submitted continuously. The
scientific quality of the proposals is evaluated and ranked by an external international User Selection
Panel. For successfully evaluated proposals, users get free access to IBC facilities for their
experiments. The use of the IBC facilities includes the scientific and technical support during planning,
execution, and evaluation of the experiments. For AMS samples preparation, two chemistry laboratories
are available.

For more detailed information, please contact Dr. Stefan Facsko (s.facsko@hzdr.de), or
Dr. René Heller (r.heller@hzdr.de), for AMS enquiries Prof. Anton Wallner (a.wallner@hzdr.de), and
visit the IBC webpage: www.hzdr.de/IBC.


https://www.ionbeamcenters.eu/
http://www.hzdr.de/IBC
https://gate.hzdr.de/
https://www.ionbeamcenters.eu/
mailto:s.facsko@hzdr.de
mailto:r.heller@hzdr.de
mailto:a.wallner@hzdr.de
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Free Electron Laser FELBE

FELBE is an acronym for the free-electron laser (FEL) at the Electron Linear accelerator with high
Brilliance and low Emittance (ELBE) located at the Helmholtz-Zentrum Dresden-Rossendorf. The heart
of ELBE is a superconducting linear accelerator operating in continuous-wave (cw) mode with a pulse
repetition rate of 13 MHz. The electron beam (40 MeV, 1 mA max.) is guided to several laboratories
where secondary beams (particle and electromagnetic) are generated. Two free-electron lasers (U37-
FEL and U100-FEL) produce intense, coherent electromagnetic radiation in the mid and far infrared,
which is tunable over a
wide wavelength range
(5—-250 um) by changing
the electron energy or the
undulator magnetic field.
Main parameters of the
infrared radiation produced
by FELBE are as follows:

undulator

mirror mirror

IR beam

electron beam
electron accelerator

Wavelength A 5—-40 pm FEL with undulator U37
18 — 250 um FEL with undulator U100
Pulse energy 01-2pd depends on wavelength
Pulse length 1-25ps depends on wavelength
Repetition rate 13 MHz 3 modes: * cw
* macropulsed (> 100 us, < 25 Hz)
* single pulsed (Hz ... kHz)

In addition, there is the THz beamline TELBE that is run by the Institute of Radiation Physics. TELBE
delivers high-power pulses (up to 10 pJ) in the low THz range (0.1 to 2.5 THz) at a repetition rate of
100 kHz.

Typical applications are picosecond pump-probe spectroscopy (also in combination with several
other femtosecond lasers, which are synchronized to the FEL), near-field microscopy, and nonlinear
optics. The FELBE facility also serves as a far-infrared source for experiments at the Dresden High
Magnetic Field Laboratory (HLD) involving
pulsed magnetic fields up to 70 T.

Beamtime Distribution at ELBE 2022
NUC: Nuclear Physics RAD: RadiationPhysics
NEU: Neutron Physics FEL: Free Electron Laser
POS: Positron Physics
m THZ: Terahertz

The statistics shows that the FEL used about
1000 hours beam time of the ELBE accelerator.
This corresponds to 19 % of total beam time,

IP: Instrument Proposal

MD: Machine Development

which is again distributed among internal and
external users.

For further information, please contact Prof.
Manfred Helm (m.helm@hzdr.de) or visit the
FELBE webpage www.hzdr.de/FELBE.

ELBE is a user facility and applications for beam
time can be submitted twice a year, typically by
April 15 and October 15.

NUC RAD NEU
13% 1% 119

MD FEL
19%

IP
6%
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Experimental equipment

Accelerators, ion implanters, and other ion processing tools

Van de Graaff Accelerator (VdG)
Tandetron Accelerator (T1)
Tandetron Accelerator (T2)
Low-Energy lon Implanter
Low-Energy lon Platform (LEINEF)
High-Energy lon Implanter

Mass-Separated Focused lon Beam (FIB)
(will be replaced in 2023)

ORION NanoFab HIM
(including GIS, Nanopatterning, TOF-SIMS,
p-manipulators and heater)

ORION PLUS HIM modified for STIM
Highly-Charged lon Facility
Surface Modifications by Low-Energy lon

Irradiation
UHYV lon Irradiation (Ar, He, etc.)

lon beam analysis (IBA)

2 MV
3 MV
6 MV
40 kV
100 kV
500 kV

10 — 30 keV,
>10 A/lcm?

He, Ne ions,
10 — 35 keV,
Resolution ~ 0.5/1.8 nm

He ions, 10 — 35 keV,
Resolution 0.35 nm

25 eV -6 keV x Q,
Q=1...45(Xe)

200 — 1200 eV

0.2 -5 keV,
Scan 10 x 10 mm?

TuR Dresden, DE
HVEE, NL

HVEE, NL
Danfysik, DK
HVEE, NL

HVEE, NL

Orsay Physics, FR

Carl Zeiss Microscopy,
DE

Carl Zeiss Microscopy,
DE

DREEBIT, DE;
PREVAC, PL

Home-built

Cremer, DE; VG, USA

A wide variety of advanced IBA techniques are available at the MV accelerators (see figure).

RBS Rutherford-Backscattering Spectrometry 9), (11). (14)
RBS/C RBS — Channeling (A1)

Liquid- Liquid Rutherford Backscattering (A2)

RBS Spectrometry

MEIS Medium Energy lon Scattering MEIS
ERDA Elastic Recoil Detection Analysis (2), (9)

PIXE Particle-Induced X-ray Emission (A1), (A2), (5), (14
PIGE Particle-Induced gamma Emission (5), (14)
NRA Nuclear Reaction Analysis (1), 14)
NMP Nuclear Microprobe (14)

(A1), (A2), (5),

VdG, T1, T2,
HIM

VdG, T1
VdG

LEINEF

T2

VdG, T1, T2
T1,T2
T1,T2

T1

Some stations are equipped with additional process facilities enabling in-situ IBA investigations during
ion irradiation, sputtering, deposition, annealing, investigations at solid-liquid interfaces, etc.
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Schematic overview of the HZDR lon Beam Center
Accelerator Mass Spectrometry (AMS)
AMS Accelerator Mass Spectrometry (B2) T2
(focused to long-lived radionuclides: "Be, 1°Be, 26Al, 36Cl, 41Ca, 12°I)
Other particle-based analytical techniques
SEM Scanning Electron Microscope (S4800 II) 1-30keV Hitachi, JP
+ EDX
TEM Transmission Electron Microscope 80 — 300 keV FEI, NL
(Titan 80-300 with Image Corrector) + EDX, EELS
TEM Transmission Electron Microscope 20 — 200 keV FEI, NL
(Talos F200X) + SuperX EDX
FIB/SEM Focused lon/Electron Cross Beam 1-30 keV Carl Zeiss
(NVision 40) + EDX, EBSD Microscopy, DE
FIB/SEM Focused lon/Electron Instrument 0.5 - 30 keV Thermo Fisher
(Helios 5 CX DualBeam) Sci. - FEI, US
AES Auger Electron Spectroscopy + SAM, SEM, XPS,  Scienta Omicron,
EDX, CL DE
LEEM Low-Energy Electron Microscope 0eV-4.5keV, Elmitec, DE
(Spec-LEEM-III) Resolution < 6 nm
+ AES
SIMS Secondary lon Mass Spectrometer 3-15keV CAMECA, FR

(IMS7f-auto)

Cs and O beam
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Experimental equipment

Photon-based analytical techniques

XRD/XRR

SE

UV-Vis
FTIR

THz-TDS
Raman

PL

TRPL

EL

PR

PLE
OES
Confocal

SSPD

X-Ray Diffractometers

0-6 Powder D8 Advance
0-0 4-Circle Empyrean
0-0 4-Circle SmartLab 3kW

Angle-Dependent Spectroscopic
Ellipsometry

Solid Spec 3700 DUV

Fourier-Transform Infrared Spectrometer
Ti:Sapphire Femtosecond Laser
Femtosecond Optical Parametric Osci.
Ti:Sapphire Femtosecond Amplifier

Femtosecond Optical Parametric
Amplifier

Terahertz Time-Domain Spectroscopy
Raman Spectroscopy

In-situ Raman Spectroscopy
Photoluminescence (10 — 300 K)
Micro-Photoluminescence
Time-Resolved Photoluminescence

Electroluminescence

Optical Split-Coil Supercond. Magnet
Photomodulated Reflectivity
Photoluminescence Excitation
Optical Emission Spectroscopy

Confocal scanning photoluminescence
microscope

Superconducting single photon detectors

Cu-Ka

250 - 1700 nm

190 — 3300 nm
50 — 15000 cm™
78 MHz

1 kHz, 250 kHz

0.1-4THz
>10cm?
> 100 cm™
405 — 1550 nm
<0.5um

t=3ps—-2ns
t>5ns

300 — 1600 nm
7T

300 — 1600 nm

300 — 1600 nm

250 — 800 nm

~1 um resol.
5-300 K

800 — 1500 nm

Bruker, DE
PANalytical, NL
Rigaku, JP

Woollam, US

Shimadzu, JP
Bruker, DE

Spectra Physics, US
APE, DE

Coherent, US

Light Conversion, LT

Home-built
Jobin-Yvon-Horiba, FR
Jobin-Yvon-Horiba, FR
Jobin-Yvon-Horiba, FR
Jobin-Yvon-Horiba, FR

Hamamatsu Phot., JP
Stanford Res., US

Jobin-Yvon-Horiba, FR
Oxford Instr., UK
Jobin-Yvon-Horiba, FR
Jobin-Yvon-Horiba, FR
Jobin-Yvon-Horiba, FR
Attocube, DE

Single Quantum, NL
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Magnetic thin film analysis

MFM
AFM/MFM

SQUID

VSM

Vector-
VSM

MOKE
MOKE
FR-MOKE
SKM

VNA-FMR

Cryo-FMR

ME

UBLS

SKM

MT-50G

Magnetic Force Microscope
Magnetic Force Microscope

Vibrating Sample Magnetometer
Vibrating Sample Magnetometer

Magneto-Optic Kerr Effect (in-plane)
Magneto-Optic Kerr Effect (perpend.)
Frequency-Resolved Magneto-Optic KE
Scanning Kerr Microscope

Kerr Microscope

Vector Network Analyzer Ferromagnetic
Resonance

Variable-Temperature Ferromagnetic
Resonance

Magnetoellipsometer
Brillouin Light Scattering Microscope

Scanning Kerr Microscope with RF
Detection (Spectrum Analyzer)

High Frequency Magneto-Transport
Setup

~ 50 nm resol.

~ 50 nm resol.

7T

+2T

+035T
+2T
+11T

50 GHz

3-300 K

+0.8T,
491 & 532 nm

+0.5T, 40 GHz

+15T,50GHz

250 ps

Other analytical and measuring techniques

STM/AFM
AFM
AFM

MPMS
MS

LP
HMS

MTD

RS
Redmag
Greymag

UHV Scanning Probe Microscope (variable T)
Atomic Force Microscope (Contact, Tapping, Spreading)
Atomic Force Microscope (with c-AFM, SCM-Module)

Dektak Surface Profilometer
Micro Indenter/Scratch Tester

Mechanical Properties Measurement System — Stretcher

Mass Spectrometers (EQP-300, HPR-30)

Wear Tester (pin-on disc)
Automated Langmuir Probe
Hall Measurement System
Van-der-Pauw HMS Ecopia

Magneto-Transport Device
Sheet-Rho-Scanner

Redmag Tensormeter System
Greymag Tensormeter System

2-400K,<9T
LNT &300K, 05T

300K, <3T

280-350K, 25T
300 K, 0.7 T (360°)

VEECO; DI, US

BRUKER ICON tool,
us

Quantum Design, US
Microsense, US

Home-built
Home-built
Home-built
Home-built
Evico Magnetics, DE

Agilent, DE;
Home-built

Attocube, DE;
Home-built

LOT, DE;
AMAC, US

Home-built

Home-built

Home-built

Omicron, DE
Bruker, US
Bruker, US
Bruker, US

Shimatsu, JP
Home-built
HIDEN, UK
Home-built

Impedans, IE

LakeShore, US

Bridge Technol.,
us

Home-built

AIT, KR
Home-built
Home-built



90

Experimental equipment

Greenmag Tensormeter System (TMCS) 30 - 320 K,
1.3 T (360°)
SEM Scanning Electron Microscope (Phenom 5—-15keV
XL) + EDS
IvV/CV I-V and C-V Semi-Automatic Prober -60 — 300 °C
IvV/CV I-V and C-V Analyzer
BCS Battery test system, 8 channels
GC Gas Chromatography (GC-2010)
ECW Electrochemical workstation (CHI 760e)
FDA Force displacement analysis machine
IV /VNA I-V and VNA Prober for VHF, LCR and 20 - 120 MHz
frequency analysis measurements
OSCI 4-channel real time oscilloscope 1.5 GHz (BW),
5 GSa/s
IR-Cam TruelR Thermal Imager -20 - 350 °C
CM Confocal Microscope (Smartproof 5) 405 nm LED,
z driveres. ~1 nm
FAS Fluidic Analytic Setup — microscope, 2 GB 120 kfps,

high speed camera, and fluidic pumps

5 modules

Deposition and processing techniques

Physical Deposition

PLD

Molecular Beam Epitaxy (MBE)

Chemical Vapor Deposition

(CVD)

2x DC / 2x RF Magnetron Sputter
System, up to 4x 6” substrates

Thermal (2 sources) / Electron Beam
(12 pockets) Evaporation System

Thermal Evaporation

Thermal (1 source) / Electron Beam
(7 pockets) Evaporation System

DC/RF Magnetron Sputter System,
4x 3” + 4x 2” magnetrons, substrate
heating: RT — 950 °C, up to 4” wafers

DC/RF Magnetron Sputter System,
6x 2” confocal magnetrons, substrate
heating: RT — 650 °C, up to 3” wafers

Dual lon Beam Sputtering (IBAD),
6" targets, RT — 500 °C

High Power Impulse Magnetron Sputtering
Magnetron Sputter System (2 targets)
Thermal Evaporation System (Cr, Au)

DC/RF Magnetron Sputter System (Au, up
to 3” wafers)

Pulsed Laser Deposition
11I-V Semiconductors
Metals

Plasma Enhanced:
a-Si, a-Ge, SiO2, SION, SizNa

Tensor Instruments
(HZDR Inno), DE

Thermo Fisher Sci.,
us

Siss, DE;
Keithley, US

Keithley, US

Bio-Logic Science,
DE

Shimadzu, JP
CH instruments, US
Sauter, DE

Siss, DE;
Cascade, US;
Keysight, US

Keysight, US

Keysight, US
Carl Zeiss, DE

Zeiss, DE; Photron,
US; Cetoni, DE

Nordiko, UK
CREAVAC, DE

Bal-Tec, LI
BESTEC, DE

BESTEC, DE

AJA International, US

Home-built

Melec, DE
Home-built

Leybold GmbH
Denton Vacuum, LLC

SURFACE, DE
Riber, FR

CreaTec Fischer, DE
Oxford Instr., UK
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Atomic Layer Deposition (ALD)
Dry Etching

Etching/Cleaning

Photolithography

Electron Beam Lithography

Thermal Treatment

Al203, HfO2, ZnO

ICP-RIE, & 6”: CF4, SFs, CaFs with
interferometric etch-stop monitor

RIBE, & 6”: Ar, CF4 with SIMS etch-
stop monitor

Barrel reactor, & 4”: O2, Ar, N2

incl. Anisotropic Selective KOH Etching,
Metal-Assisted Chemical Etching,
Photoelectrochemical Etching

Mask-Aligner MA6, & 67, < 2 um
accuracy; with two-side alignment

Direct Laser Writer DWL 66FS, & 8’x8”,
2 pm accuracy

Laser Micro Writer ML, 10 um accuracy

Raith 150-TWO: & 6”, 10 nm resolution
e-Line Plus: & 4”, 10 nm resolution
Room Temperature — 2000 °C

Oxidation and annealing furnace

Rapid Thermal Annealing JETFIRST 100
Rapid Thermal Annealing AW 610
Flash-Lamp Units (0.5 — 20 ms)

Combined Flash Lamp Sputter Tool (Magnetron sputtering plus
flash lamp annealing 0.3 — 3 ms, up to 10 Hz)

RF Heating (Vacuum)

Laser Annealing (CW, 808 nm, 450 W)

Laser Annealing (30 ns pulse,10 Hz, 308 nm, 500 mJ)
CVD Tube furnace (RT — 1200 °C, three channel gas)
Vacuum oven (RT — 250 °C, Vacuum < 133 Pa)
Vacuum oven (RT — 800 °C, Vacuum < 107 mbar)

Bonding Techniques

Cutting, Grinding, Polishing
TEM Sample Preparation

SEM / HIM Sample Preparation

Disperse and mixer
Centrifuge

Ultrasonic Wire Bonding

Semi-automatic Wire-bonder:
Gold-ball and wedge-wedge bonding
Ultrasonic generator: 60 kHz, 140 kHz
Wire deformation control software

Plan View and Cross Section
incl. lon Milling Equipment

Mechanical milling, sawing, grinding,
polishing

Argon cross-section milling, surface
polishing

Mixer for pastes and emulsions
Max. 17850 rpm, -10 — 40 °C

Ultratech, US
Sentech, DE

Roth & Rau, DE

Diener electronic, DE

Suss, DE
Heidelberg Instr., DE

Durham Magneto Optics,
UK

Raith, DE
Raith, DE

INNOTHERM, DE
JIPELEC, FR

Allwin21, USA
Home-built; FHR/DTF, DE
ROVAK GmbH, DE

JIPELEC, FR
LIMO, DE
COHERENT, USA
NBD, CN
LAB-KITS, CN
Xerion GmbH, DE
Kulicke & Soffa, US
F & S Bondtec, AT

Bihler, DE
Gatan, US

Leica, AUT
Hitachi, JP

IKA, DE
Thermo Scientific, US
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Doctoral training programme

Education programme

This programme for our doctoral researchers fosters not only professional qualification but also
personal development by equipping young graduates with competencies for successful careers in a wide
variety of positions in academia and industry.

The doctoral training programme aims at attracting and promoting excellence by educating promising
doctoral researchers with backgrounds in physics, chemistry, materials science, and electrical
engineering. During a period of three to four years, doctoral researchers benefit from well-structured,
comprehensive training curricula and multiple mentorship, while performing cutting-edge research projects
within one of the institute’s departments.

A weekly PhD Seminar gives a training in presenting scientific results and the opportunity of exchange
with junior, as well as senior colleagues from all departments. Every doctoral researcher is expected to
present the progress of his/her project once a year.

The transferable skills courses offered in 2022 covered the topics “Scientific Presentation” introduced
by Millie Baker from London, and “Scientists Need More - effective project and time management tools” by
Alexander Schiller from Jena. Both courses were rated very well to excellent by the doctoral researchers.

Workshop NANONET+ FWIO FWIM

The NANONET+ inter-departmental Workshop 2022 was held at the Youth Hostel Goérlitz in a very
relaxed setting after the Corona restrictions during October 4 — 6. The topic was “2D Materials and ultra-
high doped semiconductors: electronics, photonics and sensing”. It was
organized by the departments “Nanoelectronics” and “Semiconductor
Materials” of our institute, NaMLab gGmbH, and the institute IHM of TU
Dresden. The format of a “Hittenseminar” was generously supported
by the Heraeus Foundation Hanau. It was attended by 43 participants
of 11 nationalities. The name is derived from the International
Helmholtz Research School for Nanoelectronic Networks (IHRS
NANONET) which was supported by the Initiative and Networking Fund
of the Helmholtz Association between 2012 and 2020, and was
coordinated at the Institute of lon Beam Physics and Materials
Research (www.hzdr.de/nanonet).



http://www.hzdr.de/db/Cms?pNid=2880
http://www.hzdr.de/db/Cms?pNid=2881
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Publications and patents

Books and chapters

1.

10.

Makarov, D.; Sheka, D.
Curvilinear Micromagnetism: from fundamentals to applications
Cham, Switzerland: Springer, 2022, 978-3-031-09085-1

Canon Bermudez, G.S.; Lopez, M.N.; Evans, B.A.; Yershov, K.; Makarov, D.; Pylypovskyi, O.
Magnetic soft actuators: magnetic soft robots from macro- to nanoscale

in Denys Makarov and Denis D. Sheka: Curvilinear Micromagnetism: from fundamentals to
applications, Cham, Switzerland: Springer, 2022, 978-3-031-09085-1

Canon Bermudez, G.S.; Makarov, D.

Geometrically Curved Magnetic Field Sensors for Interactive Electronics

in Denys Makarov and Denis D. Sheka: Curvilinear Micromagnetism: from fundamentals to
applications, Cham, Switzerland: Springer, 2022, 978-3-031-09085-1

Landeros, P.; Otalora, J.A.; Streubel, R.; Kakay, A.

Curvilinear Micromagnetism, From Fundamentals to Applications: Tubular Geometries
in Denys Makarov and Denis D. Sheka: Curvilinear Micromagnetism: from fundamentals to
applications, Cham, Switzerland: Springer, 2022, 978-3-031-09085-1

Pylypovskyi, O.; Phatak, C.; Volkov, O.

Effects of curvature and torsion on magnetic nanowires

in Denys Makarov and Denis D. Sheka: Curvilinear Micromagnetism: from fundamentals to
applications, Cham, Switzerland: Springer, 2022, 978-3-031-09085-1

Yershov, K.; Volkov, O.

Geometry-induced magnetic effects in planar curvilinear nanosystems

in Denys Makarov and Denis D. Sheka: Curvilinear Micromagnetism: from fundamentals to
applications, Cham, Switzerland: Springer, 2022, 978-3-031-09085-1

Ghorbani-Asl, M.; Kretschmer, S.; Krasheninnikov, A.

Two-dimensional materials under ion irradiation: from defect production to structure and
property engineering

in Rafik Addou and Luigi Colombo: Defects in Two-Dimensional Materials, Amsterdam, The
Netherlands: Elsevier, 2022, 978-0-128-20292-0

Ibarlucea, B.; Schiitt, J.; Baraban, L.; Makarov, D.; Medina Sanchez, M.; Cuniberti, G.
Real-time tracking of individual droplets in multiphase microfluidics

in Mingzhou Yu: Microfluidics and Nanofluidics - Fundamentals and Applications, London,
England: IntechOpen, 2022, 978-1-803-56336-7

Komsa, H.-P.; Krasheninnikov, A.

Physics and Theory of Defects in 2D Materials: The Role of Reduced Dimensionality
in Rafik Addou and Luigi Colombo: Defects in Two-Dimensional Materials, Amsterdam, The
Netherlands: Elsevier, 2022, 978-0-323-90310-3

Zelent, M.; Gruszecki, P.; Moalic, M.; Hellwig, O.; Barman, A.; Krawczyk, M.

Spin dynamics in patterned magnetic multilayers with perpendicular magnetic anisotropy
Solid State Physics - Advances in Research and Applications, volume 73, Amsterdam, The
Netherlands: Elsevier, 2022, DOI: 10.1016/bs.ssp.2022.08.002
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Publications in journals

1. Antanovich, A.; Yang, L.; Erwin, S.C.; Martin-Garcia, B.; Hiibner, R.; Steinbach, C.; Schwarz, D.;
Gaponik, N.; Lesnyak, V.
CdSexS1-x Alloyed Nanoplatelets with Continuously Tunable Blue-Green Emission
Chemistry of Materials 34, 10361 (2022)

2. Anwar, M.S.; Cansever, H.; Boehm, B.; Gallardo, R.; Hibner, R.; Zhou, S.; Kentsch, U.; Rauls,
S.; Eggert, B.; Wende, H.; Potzger, K.; Fal3bender, J.; Lenz, K.; Lindner, J.; Hellwig, O.; Bali, R.
Depth-Adjustable Magnetostructural Phase Transition in FeggV4 Thin Films
ACS Applied Electronic Materials 4, 3860 (2022)

3. Arora, H.; Fekri, Z.; Vekariya, Y.N.; Chava, P.; Watanabe, K.; Taniguchi, T.; Helm, M.; Erbe, A.
Fully encapsulated and stable black phosphorus field-effect transistors
Advanced Materials Technologies 8, 2200546 (2022)

4, Babin, C.; Stohr, R.; Morioka, N.; Linkewitz, T.; Steidl, T.; Wérnle, R.; Liu, D.; Hesselmeier, E.;
Vorobyov, V.; Denisenko, A.; Hentschel, M.; Gobert, C.; Berwian, P.; Astakhov, G.; Knolle, W.;
Majety, S.; Saha, P.; Radulaski, M.; Tien Son, N.; Ul-Hassan, J.; Kaiser, F.; Wrachtrup, J.
Fabrication and nanophotonic waveguide integration of silicon carbide colour centres
with preserved spin-optical coherence
Nature Materials 21, 67 (2022)

5. Balan, A.P.; Puthirath, A.B.; Roy, S.; Costin, G.; Oliveira, E.F.; Saadi, M.A.S.R.; Sreepal, V.;
Friedrich, R.; Serles, P.; Biswas, A.; lyengar, S.A.; Chakingal, N.; Bhattacharyya, S.; Saju, S.K.;
Pardo, S.C.; Sassi, L.M.; Filleter, T.; Krasheninnikov, A.; Galvao, D.S.; Vajtai, R.; Nair, R.R.;
Ajayan, P.M.

Non-van der Waals quasi-2D materials; recent advances in synthesis, emergent properties
and applications
Materials Today 58, 164 (2022)

6. Barman, A.; Das, D.; Deshmukh, S.; Sarkar, P.K.; Banerjee, D.; Hibner, R.; Gupta, M.; Saini,
C.P.; Kumar, S.; Johari, P.; Dhar, S.; Kanijilal, A.
Aliovalent Ta-Doping-Engineered Oxygen Vacancy Configurations for Ultralow-Voltage
Resistive Memory Devices: A DFT-Supported Experimental Study
ACS Applied Materials and Interfaces 14, 34822 (2022)

7. Bhatt, C.S.; Parimi, D.S.; Bollu, T.K.; Madhura, H.U.; Jacob, N.; Korivi, R.; Ponugoti, S.S.;
Mannathan, S.; Ojha, S.; Klingner, N.; Motapothula, M.; Suresh, A.K.
Sustainable Bioengineering of Gold Structured Wide-Area Supported Catalysts for Hand-
Recyclable Ultra-Efficient Heterogeneous Catalysis
ACS Applied Materials and Interfaces 14, 51579 (2022)

8. Bischoff, A.; Storz, J.; Barrat, J.-A.; Heinlein, D.; Jull, A.J.T.; Merchel, S.; Pack, A.; Rugel, G.
Blaubeuren, Cloppenburg, and Machtenstein—Three recently recognized H-group
chondrite finds in Germany with distinct terrestrial ages and weathering effects
Meteoritics & Planetary Science 57, 136 (2022)

9. Bischoff, L.; Klingner, N.; Mazarov, P.; Lenz, K.; Narkovic, R.; Pilz, W.; Meyer, F.
Dysprosium Liquid Metal Alloy lon Source For Magnetic Nanostructures
Journal of Vacuum Science & Technology B 40, 052802 (2022)

10. Boelens, P.; Bobeth, C.; Hinman, N.; Weil3, S.; Zhou, S.; Vogel, M.; Drobot, B.; Shams Aldin
Azzam, S.; Pollmann, K.; Lederer, F.
Peptide functionalized Dynabeads for the magnetic carrier separation of rare-earth
fluorescent lamp phosphors
Journal of Magnetism and Magnetic Materials 563, 169956 (2022)
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11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

Bora, A.; Prudnikau, A.; Fu, N.; Hibner, R.; Borchert, K.B.L.; Schwarz, D.; Gaponik, N.;
Lesnyak, V.

Seed-Mediated Synthesis of Photoluminescent Cu-Zn-In-S Nanoplatelets
Chemistry of Materials 34, 9251 (2022)

Borysenko, Y.; Sheka, D.; FalRbender, J.; van den Brink, J.; Makarov, D.; Pylypovskyi, O.
Field-induced spin reorientation transitions in antiferromagnetic ring-shaped spin chains
Physical Review B 106, 174426 (2022)

Bohm, B.; Hellwig, O.

Tailoring exchange-dominated synthetic layered antiferromagnets: From collective
reversal to exchange bias

Small 18, 2204804 (2022)

Breev, I.D.; Shang, Z.; Poshakinskiy, A.V.; Singh, H.; Berencen, Y.; Hollenbach, M.; Nagalyuk,
S.S.; Mokhov, E.N.; Babunts, R.A.; Baranov, P.G.; Suter, D.; Tarasenko, S.A.; Astakhov, G.;
Anisimov, A.N.

Inverted fine structure of a 6H-SiC qubit enabling robust spin-photon interface

npj Quantum Information 8, 23 (2022)

Bui, M.N.; Rost, S.; Auge, M.; Tu, J.-S.; Zhou, L.; Aguilera, I.; Blugel, S.; Ghorbani-Asl, M.;
Krasheninnikov, A.; Hashemi, A.; Komsa, H.-P.; Jin, L.; Kibkalo, L.; O’'Connell, E.N.; Ramasse,
Q.M.; Bangert, U.; Hofsass, H.C.; Gritzmacher, D.; Kardynal, B.E.

Low-energy Se ion implantation in MoS; monolayers

npj 2D Materials and Applications 6, 42 (2022)

Cansever, H.; Anwar, M.S.; Stienen, S.; Lenz, K.; Narkovic, R.; Hlawacek, G.; Potzger, K;
Hellwig, O.; FaRbender, J.; Lindner, J.; Bali, R.

Resonance behavior of embedded and freestanding microscale ferromagnets
Scientific Reports 12, 14809 (2022)

Chang, S.; He, J.; Prucnal, S.; Zhang, J.; Zhang, J.; Zhou, S.; Helm, M.; Dan, Y.

Atomically Thin Delta-Doping of Self-Assembled Molecular Monolayers by Flash Lamp
Annealing for Si-Based Deep UV Photodiodes

ACS Applied Materials and Interfaces 14, 30000 (2022)

Chen, Z.; Du, N.; Kiani, M.; Zhao, X.; Skorupa, |.; Schulz, S.; Biurger, D.; Di Ventra, M.; Polian, |.;
Schmidt, H.

Second harmonic generation exploiting ultra-stable resistive switching devices for secure
hardware systems

IEEE Transactions on Nanotechnology 21, 71 (2022)

Chepkasov, I.V.; Smet, J.H.; Krasheninnikov, A.

Single- and Multilayers of Alkali Metal Atoms Inside Graphene/MoS; Heterostructures: a
Systematic First-Principles Study

Journal of Physical Chemistry C 126, 15558 (2022)

Choupanian, S.; Nagel, A.; Mdller, W.; Pacholski, C.; Ronning, C.
The disappearance and return of nanoparticles upon low energy ion irradiation
Nanotechnology 33, 035703 (2022)

Chumak, A.V. et al.
Roadmap on Spin-Wave Computing
IEEE Transactions on Magnetics 8, 0800172 (2022)
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22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

Das, A.; Altstadt, E.; Kaden, C.; Kapoor, G.; Akhmadaliev, S.; Bergner, F.

Nanoindentation response of ion-irradiated Fe, Fe-Cr alloys and ferritic-martensitic steel
Eurofer 97: The effect of ion energy

Frontiers in Materials 8, 811851 (2022)

De, A.; Arekapudi, S.S.P.K.; Koch, L.; Samad, F.; Panda, S.N.; Benny, B.; Hellwig, O.;
Barman, A.

Magnetic Configuration Driven Femtosecond Spin Dynamics in Synthetic
Antiferromagnets

ACS Applied Materials and Interfaces 14, 13970 (2022)

Del Moral, A.; Amat, E.; Engelmann, H.-J.; Pourteau, M.-L.; Rademaker, G.; Quirion, D.; Torres-
Herrero, N.; Rommel, M.; Heinig, K.-H.; von Borany, J.; Tiron, R.; Bausells, J.; Perez-Murano, F.
CMOS compatible manufacturing of a hybrid SET-FET circuit

Semiconductor Science and Technology 37, 125014 (2022)

Deussner, S.; Suss, D.; Abert, C.; Bruckner, F.; Fahler, S.; Heistracher, P.; Reichel, L.; Neu, V.
A rigorous single period micromagnetic model of stripe domains - comparison with
analytics and experiment

Physical Review B 106, 064404 (2022)

Diehl, R.; Korn, A.J.; Leibundgut, B.; Lugaro, M.; Wallner, A.
Cosmic nucleosynthesis: A multi-messenger challenge
Progress in Particle and Nuclear Physics 127, 103983 (2022)

Diercks, J.S.; Georgi, M.; Herranz, J.; Dikli¢, N.; Chauhan, P.; Clark, A.H.; Hubner, R.; Faisnel,
A.; Chen, Q.; Nachtegaal, M.; Eychmdiller, A.; Schmidt, T.J.

CO; Electroreduction on Unsupported PdPt Aerogels: Effects of Alloying and Surface
Composition on Product Selectivity

ACS Applied Energy Materials 5, 8460 (2022)

Dérrer, L.; Heller, R.; Schmidt, H.

Tracer diffusion in proton-exchanged congruent LiNbO3; crystals as a function of
hydrogen content

Physical Chemistry Chemical Physics 24, 16139 (2022)

Duan, J.; Chava, P.; Ghorbani-Asl, M.; Lu, Y.; Erb, D.; Hu, L.; Echresh, A.; Rebohle, L.; Erbe, A.;
Krasheninnikov, A.; Helm, M.; Zeng, Y.-J.; Zhou, S.; Prucnal, S.

Self-driven Broadband Photodetector Based on MoSe»/FePS; Van der Waals n-p Type-ll
Heterostructures

ACS Applied Materials and Interfaces 14, 11927 (2022)

Dzekan, D.; Kischnik, T.D.; Diestel, A.; Kornelius, N.; Fahler, S.

Origin and avoidance of double peaks in the induced voltage of a thermomagnetic
generator for harvesting low-grade waste heat

Journal of Physics: Energy 4, 024006 (2022)

Echresh, A.; Prucnal, S.; Li, Z.; Hiubner, R.; Ganss, F.; Steuer, O.; Barwolf, F.; Jazavandi
Ghamsari, S.; Helm, M.; Zhou, S.; Erbe, A.; Rebohle, L.; Georgiev, Y.

Fabrication of highly n-type-doped germanium nanowires and Ohmic contacts using ion
implantation and flash lamp annealing

ACS Applied Electronic Materials 4, 5256 (2022)

Erb, D.; Perlich, J.; Roth, S.; Réhlisberger, R.; Schlage, K.
Real-Time Observation of Temperature-Induced Surface Nanofaceting in M-Plane a-Al,O3
ACS Applied Materials and Interfaces 14, 31373 (2022)
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33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

Fernandez Roldan, J.A.; Bran, C.; Asenjo, A.; Vazquez, M.; Sorrentino, A.; Ferrer, S;
Chubykalo-Fesenko, O.; Del Real, R.P.

Spatial magnetic imaging of non-axially symmetric vortex domains in cylindrical nanowire
by transmission X-ray microscopy

Nanoscale 14, 13661 (2022)

Fernandez Roldan, J.A.; Chubykalo-Fesenko, O.
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11.

12.
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14.

15.

16.

Quantum Cascade Laser Structure
P0404 102004009531.0 DE, US

Coherent terahertz radiation source
P0410 05787095.8 DE, GB

Flussigmetall-lonenquelle zur Erzeugung von Lithium-lonenstrahlen
P0O709 102007027097.8 DE

Strahlungsdetektor, Verwendung eines Strahlungsdetektors und Verfahren zur
Herstellung eines Strahlungsdetektors
P0907 102009017505.9 DE

Integrated non-volatile memory elements, design and use
P1108 102011051767.7 DE, US

Magnetisierbare Einzel- und Mehrschichtstrukturen, deren Herstellung und Verwendung
P1109 102011052217.4 DE

Carrier material for electrically polarizable biomaterials, polyelectrolyte materials, atoms,
ions and molecules; its manufacture and use
P1112 12772707.1 AT, CH, DE, US

Integrierter nichtfliichtiger Analogspeicher
P1204 102012102326.3 DE

Integrierte Elektrode mit nichtflichtig positionierbarer, statisch geladener Grenzschicht,
Aufbau und Verwendung
P1205 102012104425.2 DE

Magnetooptik mit optischen Polarisationsgittern aus strukturierten unmagnetischen
Metallen
P1309 112014001145.2 DE

Magnetisierbare Halbleiter und Oxide mit permanenter Magnetisierung, deren Herstellung
und Verwendung
P1313 102013209278.4 DE

Variable capacitance diode, method for producing a variable capacitance diode, and
storage device and detector comprising such a variable capacitance diode
P1403 102014105639.6 CN, DE, US

Strukturierungsverfahren
P1404 102014107458.0 CN, DE

Complementary resistance switch
P1505 15166520.5 BE, DE, FR, GB

Complementary resistance switch, contact-connected polycrystalline piezo- or
ferroelectric thin-film layer, method for encrypting a bit sequence
P1506 14/761,319 us

Method and circuit arrangement for encrypting and decrypting a bit sequence
P1507 14703281.7 DE, FR, GB
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17. Complementary resistance switch, contact-connected polycrystalline piezo- or
ferroelectric thin-film layer, method for encrypting a bit sequence
P1508 14/800,785 us
18. Self-cleaning high temperature resistant solar selective coating
P1510 P201431972 ES
19. Method for producing silicon-based anodes for secondary batteries
P1603 201780011186.2 AT, CH, CN, DE, ES, FR, GB, IT, PL, US
20. Method and means for operating a complementary analogue reconfigurable memristive
resistive switch and use thereof as an artificial synapse
P1604 102016205860.6 CN, DE, US
21. lonenmikroskopievorrichtung
P1608 102016112328.5 DE
22. THz-Antenne und Vorrichtung zum Senden und/oder Empfangen von THz-Strahlung
P1609 102016116900.5 DE
23. Vorrichtung und Verfahren zur Umwandlung thermischer Energie in elektrische Energie
P1614 102017126803.0 DE
24. Apparatus for characterizing the electrical resistance of a measurement object
P1702 102017105317.4 CN, DE, EP, US
25. Schichtanordnung, elektronisches Bauteil mit einer Schichtanordnung und Verwendung
einer Schichtanordnung
P1703 102017109082.7 DE
26. Vorrichtung und Verfahren zum Erzeugen von lonenpulsen
P1709 102017218456.6 DE
27. Teilchenspektrometer und Teilchenspektrometrieverfahren
P1803 102018106412.8 DE
28. Method for continuously determining all of the components of the resistance tensor of
thin films
P1804 102018106466.7 CN, DE, EP, US
29. Transparent specimen slide
P1805 102018107810.2 DE, US
30. Method for the reconfiguration of a vortex density in a rare earth manganate, a non-
volatile impedance switch and use thereof
P1809 102018112605.0 CN, DE, EP, US
31. Schichtabfolge zur Erzeugung von Elektrolumineszenz und deren Verwendung
P1813 102018117210.9 DE
32. Verfahren zur Herstellung eines keramischen Materials mit lokal einstellbarem
Permeabilitatsgradienten, dessen Anwendung in einem Beschichtungsverfahren sowie
dessen Verwendung
P1819 102018125270.6 DE
33. Verfahren zum Herstellen eines gedruckten magnetischen Funktionselements und

gedrucktes magnetisches Funktionselement
P1908 102019211970.0 DE, EP
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34.

35.

Magnetische Streufeld-Struktur, magnonisches Bauelement und Verfahren zur
Herstellung einer magnetischen Streufeldstruktur
P1915 102019129203.4 DE

Vorrichtung zur gezielten Anordnung von in einem Analyten gelésten, elektrisch
polarisierbaren Materialien, Verfahren zur Bestimmung eines isoelektrischen Punktes
eines elektrisch isolierenden Materials, Verfahren zum gezielten Anordnen eines in einem
Analyten gelésten elektrisch polarisierbaren Materials

P2001 102020200470.6 DE, EP
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1. Anwar, Md. Shadab
Magnetostructural phase transition in FegoVao thin films
TU Dresden, 21.12.2022

2. Creutzburg, Sascha
Neutralisation langsamer hochgeladener lonen in zwei-dimensionalen Materialien
TU Dresden, 15.03.2022

3. Duan, Juanmei
Optoelectronic applications of heavily doped GaAs and MoSe»/FePSs heterostructures
TU Dresden, 14.01.2022

4. Fotev, Ivan
Evolution of electronic order in BaFe2As; under high pressures investigated by pump-
probe spectroscopy
TU Dresden, 28.04.2022

5.  Ghaderzadeh, Sadegh
Atomistic simulations of irradiation-induced phenomena in low-dimensional materials
TU Dresden, 17.03.2022

6.  Hollenbach, Michael
lon-induced telecom single-photon emitters in silicon for scalable quantum photonics
TU Dresden, 19.12.2022

7. Khan, M. Bilal
Towards scalable reconfigurable field effect transistors: fabrication and characterization
TU Dresden, 17.01.2022

8.  Lunser, Klara
Martensitische Phasenumwandlungen und Zwillingsbildung in epitaktisch gewachsenen
Nickel-Titan-Schichten
TU Dresden, 02.12.2022

9.  Ramasubramanian, Lakshmi
Tunable magnetic vortex dynamics
TU Chemnitz, 23.03.2022

10. Schumann, Erik
Percolated Si:SiO2 hanocomposite: Oven- vs. laser-liduced crystallization of SiOx thin
films
TU Chemnitz, 05.05.2022

11. Seidl, Angelika
Nichtgleichgewichtsdynamik in Graphen bei geringen Photonenergien
TU Dresden, 22.11.2022

Bachelor/Master/Diploma theses

1. Hergenhan, Felix
Superconducting germanium for quantum technology
TU Dresden (B.Sc.), 13.10.2022
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Awards and honors
1. Erbe, Artur

Head of the department “Nanoelectronics” was appointed as Honorary Professor for ‘Nanostructures
for electronics and sensorics’ at the Faculty of Electrical and Computer Engineering of TU Dresden.

2. Salikhov, Ruslan

PostDoc in the department “Magnetism” was awarded the HZDR Research Award 2022 for
“outstanding research in the fields of magnetization dynamics and THz spectroscopy”, together with Dr.
Sergey Kovalev from Institute of Radiation Physics.

3. Linser, Klara

Former doctoral researcher in the department “Magnetism” received the HZDR PhD Award 2022 for
her dissertation “Martensitische Phasenumwandlungen und Zwillingsbildung in epitaktisch
gewachsenen Nickel-Titan-Schichten”.

4, Fekri, Zahra

Doctoral researcher in the department “Nanoelectronics” received a Student Travel Grant of the
Graphene-2022 conference, Aachen, Germany, July5-8, 2022 for her poster presentation
“Modification of charge transport in single layer MoS>”.

5. Ghosh, Sayantan

Doctoral researcher in the department “Nanoelectronics” received the Student Award of the NanoNet+
Workshop 2D Materials and ultra-high doped semiconductors: electronics, photonics and sensing,
Gorlitz, Germany, October4—-6, 2022 for his oral contribution ‘Novel Mixed Dimensional
Reconfigurable Field Effect Transistors: Fabrication and Characterization’.

6. Jagtap, Nagesh

Doctoral researcher in the department “Nanoelectronics” was elected as Helmholtz Juniors, the council
of the doctoral researchers at the Helmholtz Association of German Research Centers. He is speaker
of the committee on Working Conditions.

7. Koll, Dominik

Doctoral researcher in the department “Accelerator Mass Spectrometry and Isotope Research” received
an Award of the science communication contest “I'm a scientist” of the Wissenschaft im Dialog GmbH.

8.  Krasheninnikov, Arkady

Head of the group “Atomistic Simulations of Irradiation-induced Phenomena” was once again
announced as Highly Cited Researcher 2022 by Clarivate Analytics (Web of Science), Jersey, UK.

9. Li, Rang

PostDoc in the department “Semiconductor Materials” won the Best Poster Prize of the E-MRS Spring
Meeting, May 30 — June 03, 2022, (virtual event) for his poster contribution "Plasmonic Hyper-doped
Semiconductors for Infrared Q-switched lasing”.
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10. Schultheil3, Katrin

PostDoc in the department “Magnetism” received funding for her EU project NIMFEIA - Nonlinear
magnons for reservoir computing in reciprocal space of about 3 Mio. Euro for 4 years.

11. Steuer, Oliver

Doctoral researcher in the department “Semiconductor Materials” received the Second Prize of the
Student Award of the NanoNet+ Workshop 2D Materials and ultra-high doped semiconductors:
electronics, photonics and sensing, Goérlitz, Germany, October 4 — 6, 2022 for his oral contribution
“Band-gap and strain engineering in Ge1xSnx alloys using post-growth pulsed laser melting”.
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Invited conference contributions

10.

11.

12.

Astakhov, G.

Scalable fabrication of single quantum emitters in silicon

Flagship Workshop: Defects in solids for quantum technologies, 12. - 17.06.2022, Stockholm,
Sweden

Berencen, Y.; Hollenbach, M.; Klingner, N.; Jagtap, N.S.; Bischoff, L.; Fowley, C.; Kentsch, U.;
Hlawacek, G.; Erbe, A.; Abrosimov, N.V.; Helm, M.; Astakhov, G.V.

Telecom-wavelength single-photon sources in silicon for scalable photonic quantum
technology

2022 E-MRS Fall Meeting / Symposium |: Group-IV semiconductor materials for nanoelectronics
and cryogenic electronics, 19. - 22.09.2022, Warsaw, Poland

Escobar-Galindo, R.; Heras, |.; Guillén, E.; Munnik, F.; Azkona, I.; Caro, A.; Rojas, T.C.;
Sanchez-Lopez, J.C.; Krause, M.

Optical design, microstructural characterization and high-temperature in-air stability
study of solar selective coatings based on aluminium- (titanium, chromium) oxynitride
multilayers

SICT 2022 / PlasmaTech 2022 / Tribology 2022 Joint Hybrid Conferences, 27. - 29.04.2022,
Barcelona, Spain

Fahler, S.; Schwabe, S.; Lunser, K.; Schmidt, D.; Nielsch, K.; Gaal, P.
What is the speed limit of martensitic transformations?
MSE2022, 27. - 30.09.2022, Darmstadt, Germany

Fernandez Roldan, J.A.

Current- and field- induced magnetization dynamics and magnetic configurations in
cylindrical nanowires

Magnetic Resonance Laboratory Seminars, 17.05.2022, San Carlos de Bariloche, Argentina

Fichter, S.
Synthesis and characterization of tri- and tetravalent actinide amidinates
Jahrestagung der Fachgruppe Nuklearchemie 2022, 06.10.2022, Bergisch Gladbach, Germany

Friedrich, R.
Data-driven design of two-dimensional non-van der Waals systems and ionic materials
Seminar Theoretische Chemie TU Dresden, 19.04.2022, Dresden, Germany

Friedrich, R.
Data-driven design of two-dimensional non-van der Waals materials
CASUSCON, 13.07.2022, Wroctaw, Poland

Friedrich, R.
Data-driven design of two-dimensional non-van der Waals materials
CECAM Workshop Virtual Materials Design, 18.07.2022, Karlsruhe, Germany

Friedrich, R.
Data-driven research for the discovery of novel two-dimensional materials
DFG CRC 1415 Young Investigator Symposium, 21.11.2022, Dresden, Germany

Ghorbani Asl, M.

Defect engineering in two-dimensional materials

Webinar talks from leading international experts from various fields of STEM, 12.09.2022,
Bengaluru, India

Hellwig, O.

Exploring magnetic reversal behavior and domain structure in perpendicular anisotropy
layered synthetic antiferromagnets

Webinar series on Spintronics (W2S, online), National Institute of Science Education and
Research, 07.07.2022, Bhubaneswar, India
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13. Hellwig, O.
Exploring magnetic reversal behavior and domain structure in perpendicular anisotropy
layered synthetic antiferromagnets
AVS Conference, 06.11.-11.11.2022, Pittsburgh, USA
14. Hellwig, O.
Exploring magnetic reversal behavior and domain structure in perpendicular anisotropy
layered synthetic antiferromagnets
Condensed Matter Seminar, UC Santa Cruz, 14.11.2022, Santa Cruz, USA
15. Hellwig, O.
Exploring magnetic reversal behavior and domain structure in perpendicular anisotropy
layered synthetic antiferromagnets
Condensed Matter Seminar, Western Digital, 16.11.2022, San Jose, USA
16. Hellwig, O.
Exploring magnetic reversal behavior and domain structure in perpendicular anisotropy
layered synthetic antiferromagnets
Condensed Matter Seminar, Lawrence Berkeley National Laboratory, 18.11.2022, Berkeley, USA
17. Helm, M.
Nonlinear THz spectroscopy of two-dimensional systems
Workshop on "Semiconductors, nanostructures, 2D systems, and Dirac matter"”,
20. - 22.06.2022, Grenoble, France
18. Helm, M.
Free-electron lasers: past, present, and future challenges
International Conference on Free Electron Laser Applications and THz Studies of New States of
Matter (TERFEL), 05. - 08.07.2022, Warsaw, Poland
19. Helm, M.
THz sources: from semiconductor antennas to relativistic electrons
47 International Conference on Infrared, Millimeter and Terahertz Waves (IRMMW-THz) 2022,
28.08. - 02.09.2022, Delft, The Netherlands
20. Helm, M.; Singh, A.; Pashkin, O.; Winnerl, S.; Beckh, C.; Sulzer, P.; Leitenstorfer, A.;
Schneider, H.
Germanium ultrabroadband THz photoconductive antennas
International School on Terahertz Photonics and Electronics, 08. - 14.05.2022, Pisa, Italy
21. Hlawacek, G.
Spatially resolved materials property tuning using GFIS and LMAIS based FIBs
4t International Conference on Radiation and Emission in Materials, 06. - 08.04.2022, Pattaya,
Thailand
22. Hlawacek, G.
Beyond gallium: FIB based local materials property tuning with advanced ion sources
2022 E-MRS Spring Meeting, 30.05. - 03.06.2022, Online
23. Hlawacek, G.
Adding "color" to helium ion microscopy images
Conference on the Application of Accelerators in Research & Industry, 31.10. - 03.11.2022,
Denton, USA
24. Hlawacek, G.
Focused ion beam applications using gas field and liquid metal alloy ion sources
Conference on the Application of Accelerators in Research & Industry, 31.10. - 03.11.2022,
Denton, USA
25. Hubner, R.

Transmission electron microscopy for the characterization of nanoscale materials
Spezialseminar des Instituts fur Werkstoffwissenschaft der TU Bergakademie Freiberg,
20.06.2022, Freiberg, Germany
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26. Khan, M.B.; Echresh, A.; Ghosh, S.; Arora, H.; Chava, P.; Jazavandi Ghamsari, S.; Khan, M.M.;
Steuer, O.; Prucnal, S.; Hubner, R.; Rebohle, L.; Zhou, S.; Helm, M.; Erbe, A.; Georgiev, Y.
Group IV nanowires: fabrication, characterisation and applications
14% International Conference on Electron Beam Technologies EBT 2022, 26.06. - 01.07.2022,
Varna, Bulgaria

27. Khan, M.B.; Echresh, A.; Ghosh, S.; Arora, H.; Chava, P.; Jazavandi Ghamsari, S.; Khan, M.M.;
Steuer, O.; Prucnal, S.; Hibner, R.; Rebohle, L.; Zhou, S.; Helm, M.; Erbe, A.; Georgiev, Y.
Group IV nanowires: a versatile toolbox for nano-and optoelectronic device
2022 E-MRS Fall Meeting, 19. - 22.09.2022, Warsaw, Poland

28. Klopf, J.M.; Evtushenko, P.; Helm, M.; Kehr, S.C.; Lehnert, U.; Michel, P.; Pashkin, O.; Winnerl,
S.; Zvyagin, S.
The FELBE THz/IR FEL: Overview of the facility and user activities
International Conference on Free Electron Laser Applications and THz Studies of New States of
Matter (TERFEL), 05. - 08.07.2022, Warsaw, Poland

29. Lachner, J.; Findeisen, S.; Golser, R.; Kern, M.; Marchhart, O.; Martschini, M.; Wallner, A.;
Wieser, A.
Isobar separation with cooled ions and laser light for compact AMS facilities
DPG Frihjahrstagung der Sektion Atome, Molekile, Quantenoptik und Photonik,
14. - 18.03.2022, Erlangen, Germany

30. Lenz, K.; Pablo-Navarro, J.; Klingner, N.; Hlawacek, G.; Samad, F.; Narkovic, R.; Hibner, R.;
Kakay, A.; Canzever, H.; Pilz, W.; Meyer, F.; Mazarov, P.; Bischoff, L.; Bali, R.; Lindner, J.
Magnetic patterning using Ne, Co, and Dy FIB
5. European FIB Network Workshop 2022, 31.08. - 02.09.2022, Hamburg, Germany

31. Lunser, K.
How martensitic transitions make materials smart
Leibniz IKZ Summer School, 31.08. - 02.09.2022, Berlin, Germany

32. Makarov, D.
From curvilinear magnetism to shapeable magnetoelectronics
Yuri Gaididei memorial workshop, 02. - 03.02.2022, Kyiv, Ukraine

33. Makarov, D.
FlexiSens: smart magnetic field sensor technologies
Annual workshop for partners of scia Systems GmbH, 16.03.2022, Chemnitz, Germany

34. Makarov, D.
Druckbare Hochleistungs-Magnetoelektronik
8. Dresdner Werkstoffsymposium — Innovative Werkstoffe fir neue Produkte, 02. - 03.06.2022,
Dresden, Germany

35. Makarov, D.
Nanomagnetism of magnetoelectric granular thin-film antiferromagnets
15" International Conference on Modern Materials and Technologies: 9t Forum on New
Materials, 24. - 29.06.2022, Perugia, Italy

36. Makarov, D.
Skin conformal and printable magnetoelectronics for human-machine interfaces and soft
robotics
International Intelligent Materials (IIM) 2022, 29.06. - 01.07.2022, Kiel, Germany

37. Makarov, D.
Geometrically curved and skin-conformal magnetoelectronics
2022 IEEE 22M International Conference on Nanotechnology (NANQO), 04. - 08.07.2022, Palma
de Mallorca, Spain

38. Makarov, D.
Flexible und druckbare low-power-Magnetfeldsensoren
11. GMM-Fachtagung Energieautonome Sensorsysteme (EASS), 05. - 06.07.2022, Erfurt,
Germany
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39. Makarov, D.
Flexible and printed electronics: from interactive on-skin devices to bio/medical
applications
Joint European Magnetic Symposia (JEMS), 24. - 29.07.2022, Warsaw, Poland

40. Makarov, D.
Curvilinear magnetism: fundamentals and applications
2022 IEEE 12t International Conference Nanomaterials: Applications & Properties,
11. - 16.09.2022, Krakow, Poland

41. Makarov, D.
Magnetosensitive e-skins and stretchable giant magnetoresistive sensors
"Magnetism and the effect of Electric Field” (MagnEFi) conference, 10. - 14.10.2022, Crete,
Greece

42. Makarov, D.
Curvature effects in curvilinear and 3D low dimensional magnetic architectures
8th Spanish Workshop in Nanolithography, Nanolito 2022, 26. - 28.10.2022, Valencia, Spain

43. Makarov, D.
Magnetic composites: from printed magnetoelectronics to smart magnetic soft robots
MRS Fall Meeting, 27.11. - 02.12.2022, Boston, USA

44. Pile, S.; Stienen, S.; Lenz, K.; Narkovic, R.; Wintz, S.; Forster, J.; Mayr, S.; Buchner, M.;
Weigand, M.; Ney, V.; Lindner, J.; Ney, A.
Nonstationary spin waves under a uniform excitation in a confined permalloy microstrip
directly imaged with STXM-FMR
NESY User Symposium 2022, 29. - 30.09.2022, Leoben, Austria

45. Prucnal, S.
Defect engineering in degenerate semiconductors using intense pulsed light
lon Implantation and Other Applications of lons and Electrons, 27. - 30.06.2022, Kazimierz
Dolny, Poland

46. Prucnal, S.
Dissolution of dopant-vacancy clusters in semiconductors
2022 E-MRS Spring Meeting, 30.05. - 03.06.2022, Online

47. Pylypovskyi, O.
Computer simulations of magnetic nanoarchitectures
Winter school on theoretical physics, 20.01.2022, Kyiv, Ukraine

48. Pylypovskyi, O.
Exchange and anisotropy-driven effects in antiferromagnetic spin chains
Yuri Gaididei memorial workshop, 02. - 03.02.2022, Kyiv, Ukraine

49. Pylypovskyi, O.
Domain walls in Cr,03
Ukrapro workshop, 01.06.2022, Dresden, Germany

50. Pylypovskyi, O.
Curvilinear antiferromagnets for spintronics applications
2022 IEEE 22M International Conference on Nanotechnology (NANO), 04. - 08.07.2022, Palma
de Mallorca, Spain

51. Pylypovskyi, O.
Three-dimensional antiferromagnetic architectures
12t International Conference on Metamaterials, Photonic Crystals and Plasmonics (META),
19. - 22.07.2022, Torremolinos, Spain

52. Rebohle, L.
Tutorial: Thermal processes in short time annealing: Application examples and current
trends
18™ International Conference on Plasma Surface Engineering, 12. - 15.09.2022, Erfurt, Germany

53. Rebohle, L.; Prucnal, S.; Berencen, Y.; Begeza, V.; Zhou, S.
A snapshot review on flash lamp annealing of semiconductor materials
International Conference on lon Implantation Technology, 25. - 29.09.2022, San Diego, USA



Annual Report [IM 2022, HZDR-123 121

54. Rugel, G.
Nuclear astrophysics with accelerator mass spectrometry
17 RuBbach School on Nuclear Astrophysics, 13. - 19.03.2022, RuBbach, Austria

55. Rugel, G.
Combining a SIMS with AMS: Super-SIMS at DREAMS - Status of this challenging
initiative
National Workshop on "Chronological systematics and their applications in Earth Sciences",
19. - 21.04.2022, New Delhi, India

56. Schultheil3, K.
Neuromorphic computing with magnons
7t Workshop on Magnonics, 01.08.2022, Oxnard, USA

57.  Schultheil3, K.
Neuromorphic computing with magnons
CMD29 Conference, 22.08.2022, Manchester, UK

58. Singh, A.; Pashkin, O.; Winnerl, S.; Welsch, M.; Beckh, C.; Sulzer, P.; Leitenstorfer, A.; Helm,
M.; Schneider, H.
Ultrabroadband terahertz pulses from a Ge:Au photoconductive emitter
8t International Conference on Antennas and Electromagnetic Systems (AES2022),
24. - 27.05.2022, Marrakesh, Morocco

59.  Uykur, E.
Optical fingerprints of unconventional carriers in Kagome metals
APS March Meeting, 14. - 18.03.2022, Chicago, USA

60. Volkov, O.
Local and non-local curvature-induced chiral effects in nanomagnetism
2022 Joint MMM-INTERMAG, 10. - 14.01.2022, New Orleans, USA / Online

61. Volkov, O.
Curvilinear nanomagnetism
International Conference on Materials Science, 26. - 28.10.2022, Verona, Italy

62. Winnerl, S.
Nonequelibrium carrier dynamics in Landau quantized graphene and mercury cadmium
telluride
Advanced Properties and Processes in Optoelectronic Materials and Systems (APROPOS 18),
05. - 07.10.2022, Vilnius, Litauen

63. Winnerl, S.
Auger scattering in massless Dirac and Kane materials
International Conference on Free Electron Laser Applications and THz Studies of New States of
Matter (TERFEL), 05. - 08.07.2022, Warsaw, Poland

64. Ziegenrlcker, R.
Super-SIMS; Combining a SIMS with AMS — Status of this challenging initiative
GEOANALYSIS 2022 - Workshop SIMS ANALYSIS, 06. - 15.08.2022, Freiberg/Dresden,
Germany
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Conferences, workshops, colloquia and seminars

Organization of conferences and workshops

1. Rebohle, L.
Ultrakurzzeitprozessierung: Transfer in die Industrie
05.04.2022, Dresden, Germany

2. Helm, M.; Evtushenko, P.; Michel, P.; Klopf, M.
FELs of Europe: topical workshop on selected problems in FEL physics: from soft X-rays
to THz
25. - 27.04.2022, Dresden, Germany

3.  Yang, D.; Hemme, E.G.; Sher, M.-J.; Zhou, S.
E-MRS Spring Meeting, Symposium B “Ultra-doped semiconductors by non-equilibrium
processing for electronic, photonic and spintronic applications”
30.05. — 03.06.2022, virtual event

4. Grin, Y.; Makarov, D.; Biuchner, B.; van den Brink, J.
UKRAPRO workshop: Condensed matter physics and material science assisted by
machine learning: Potential, results and challenges
01.06.2022, Leibniz IFW Dresden, Dresden, Germany

5. Makarov, D.
Workshop “Transfer to Industry” of COST action MAGNETOFON: Ultrafast opto-magneto-
electronics for non-dissipative information technology
07.06. — 08.06.2022; HZDR, Dresden, Germany

6. Mika, F.; Sobola,D.; Hlawacek, G.
FITANANO Summerschool
20. — 24.06.2022, Brno, Czech Republic

7. Marszatek, M.; Mitura-Nowak, M.; Hlawacek, G.
FITANANO Workshop
11. -13.07.2022, Krakow, Poland

8.  Erbe, A
DNA Mitteldeutschland Workshop
26.08.2022, Dresden, Germany

9.  Audoit, G; Moll, P.; Cérdoba, R.; Babor, P.; Hlawacek, G.; Hobler, G.; Mosberg, A.;
Reuteler, J.;Winkler, R.
5t Eu-F-N workshop
31.08. — 02.09.2022, Hamburg, Germany

10. Erbe, A.; Zahn, P.
NANONET+ FWIO FWIM NaMLab Workshop 2022 - 2D Materials and ultra-high doped
semiconductors: electronics, photonics and sensing
04. - 06.10.2022, Gorlitz, Germany

Colloquia

1. Chen,J.
National University of Singapore
Symmetry breaking by materials engineering for spin-orbit-torque technology
30.08.2022

2. Manchon, A.
Aix-Marseille Université, Centre Interdisciplinaire de Nanoscience de Marseille (CINaM), France
Exploring the potential of spin-orbitronics
30.05.2022
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3. Napolitani, E.
University of Padova, Italy
Hyperdoping of group-1V semiconductors by pulsed laser melting
03.11.2022
Seminars
1. Bradely, M.
University of Colorado, USA
Recent progress in the theory of nanoscale surface patterns produced by ion
bombardment
13.09.2022
2. Costina, I.
Leibniz IHP, Frankfurt/Oder, Germany
Analytical techniques for semiconductor characterization and failure analysis
23.02.2022
3. Devolder, T.
CNRS, Université Paris-Saclay, France
Inductive experiments with spin waves as energy and information carriers
11.11.2022
4. Donnelly, C.
MPI-CPfS Dresden, Germany
Three-dimensional spin textures: from the bulk to patterned nanostructures
03.05.2022
5. Duffy, R.
Tyndall National Institute, Cork, Ireland
Fabrication and electronic functionality in nano-structures and nano-films — a case study
in doping strategies
23.11.2022
6.  Khurgin, J. B.
Johns Hopkins University, Baltimore/MD, USA
Epsilon (and mu) near zero materials — photonics on steroids?
09.09.2022
7. L, F.
MPI Halle,Germany
Defects in semiconductors for quantum applications
16.02.2022
8. Lidge, K.
TU limenau, Germany
Photonic reservoir computing: analytic insights and possibilities for optimization
25.04.2022
9.  Meyer, J.
Universitat Tubingen, Germany
Analyzing and assembling layered materials, atom by atom and layer by layer, in 2D and
3D
26.07.2022
10. PanéiVidal, S.
ETH Zurich, Institute of Robotics and Intelligent Systems, Switzerland
Materials for small-scale robotics
22.08.2022
11. Slavkovska, Z.

ANU, Canberra, Australia
Radio-impurity measurements for dark matter detection
25.05.2022
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12. Solina, D.
University of Technology Sydney, Australia
Gold-manganese: Phase transformations and diffusion studies
22.07.2022

13. Sun, N.
W.M. Keck Laboratory for Integrated Ferroics, ECE Department, Northeastern University,
Boston/MA, USA
Magnetoelectric materials and M/NEMS: A path toward novel electronics with ultra-low
size, weight, and power consumption
23.05.2022

14. Suess, D.
University of Vienna, Austria
From inverse design to optimized sensor and permanent magnets
14.11.2022

15.  Wittmann, A.
JGU Mainz, Germany
Spintronic phenomena at unconventional hybrid interfaces
17.06.2022
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Projects

The projects are listed by funding institution and project starting date. In addition, the institute has
several bilateral service collaborations with industrial partners and research institutions. These
activities are not included in the following overview.

European Projects

1

10

01/2019 - 06/2023 European Union EU
RADIATE — Research and development with ion beams - Advancing technology in Europe
Prof. J. FalRbender Phone: 0351 260 3096 j-fassbender@hzdr.de

10/2020 — 04/2024 European Union EU

BIONANOSENS - Deeping collaboration on novel biomolecular electronics based on
“smart” nanomaterials

Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

10/2020 — 09/2023 NATO NATO
natoMYP — Spintronic devices for microwave detection and energy harvesting
applications

Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

11/2020 — 10/2023 European Cooperation in Science and Technology COST
FITANANO - Focused ion technology for nanomaterials

Dr. G. Hlawacek Phone: 0351 260 3409 g.hlawacek@hzdr.de

11/2020 — 10/2024 European Union EU
RADICAL - Fundamental breakthrough in detection of atmospheric free radicals

Dr. Y. Georgiev Phone: 0351 260 2321 y.georgiev@hzdr.de

05/2021 — 04/2025 European Union EU

Chemical elements as tracers of the evolution of the cosmos - infrastructures for nuclear
astrophysics

Prof. A. Wallner Phone: 0351 260 3274 a.wallner@hzdr.de

10/2022 — 09/2025 European Union EU
Metrology for the harmonisation of measurements of environmental pollutants in Europe
Dr. S. Winkler Phone: 0351 260 3802 stephan.winkler@hzdr.de

10/2022 — 09/2026 European Union EU
Nonlinear magnons for reservoir computing in reciprocal space

Dr. K. Schultheil? Phone: 0351 260 2919 k.schultheiss@hzdr.de

10/2022 — 09/2026 European Union EU
Cognitive robotic tools for human-centered small-scale multi-robot operations

Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

09/2022 — 08/2026 European Union EU

Recyclable materials development at analytical research infrastructures
Dr. S. Facsko Phone: 0351 260 2987 s.facsko@hzdr.de
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Projects

Helmholtz Association Projects

1 01/2019 — 12/2023 Helmholtz-Gemeinschaft
CROSSING - Crossing borders and scales - an interdisciplinary approach
Dr. J. v. Borany Phone: 0351 260 3378 j-v.borany@hzdr.de

2 12/2019 — 11/2024 Helmholtz-Gemeinschaft
Helmholtz Innovation Lab — FlexiSens
Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

3 02/2020 — 01/2025 Helmholtz-Gemeinschaft
Helmholtz Innovation Lab — UltraTherm
Dr. L. Rebohle Phone: 0351 260 3368 l.rebohle@hzdr.de

4 02/2022 — 09/2023 Helmholtz-Gemeinschaft
Helmholtz Enterprise — Memristor applications, artificial intelligence and fabrication
S. Krlger Phone: 0351 260 2180 s.krueger@hzdr.de

5 09/2022 — 12/2022 Helmholtz-Gemeinschaft
Helmholtz Enterprise — Field study fellowship "MagFeel"
Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

German Science Foundation Projects

1 04/2018 — 02/2022 Deutsche Forschungsgemeinschaft
IMASTE - Graphene encapsulated quasi-2D materials
Dr. A. Krasheninnikov Phone: 0351 260 3148 a.krasheninnikov@hzdr.de

2 01/2019 - 03/2022 Deutsche Forschungsgemeinschaft
Printable giant magnetoresistive sensors with high sensitivity at small magnetic fields
Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

3 06/2019 — 09/2022 Deutsche Forschungsgemeinschaft
Interacting magnonic currents and chiral spin textures for energy efficient spintronics
Dr. H. Schultheif3 Phone: 0351 260 3243 h.schultheiss@hzdr.de

4 07/2019 — 12/2022 Deutsche Forschungsgemeinschaft
3D tailoring of all-oxide heterostructures by ion beams
Dr. S. Zhou Phone: 0351 260 2484 s.zhou@hzdr.de

5 07/2019 - 06/2022 Deutsche Forschungsgemeinschaft
Lab-on-chip systems carrying artificial motors for multiplexed and multiparametric
biochemical assays
Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

6 10/2019 — 03/2023 Deutsche Forschungsgemeinschaft
3D transport of spin waves in curved nano-membranes
Dr. A. Kakay Phone: 0351 260 2689 a.kakay@hzdr.de

7 11/2019 — 04/2023 Deutsche Forschungsgemeinschaft
Functionalization of ultrathin MoS; by defect engineering
Dr. A. Krasheninnikov Phone: 0351 260 3148 a.krasheninnikov@hzdr.de

8 02/2020 — 05/2023 Deutsche Forschungsgemeinschaft

HGF

HGF

HGF

HGF

HGF

DFG

DFG

DFG

DFG

DFG

DFG

DFG

DFG

TRIGUS - Friction-induced interface and structure-changing processes in dry lubrication

systems under defined atmospheres
Dr. M. Krause Phone: 0351 260 3578 matthias.krause@hzdr.de

9 04/2020 — 08/2024 Deutsche Forschungsgemeinschaft
CurvMag — Non-local chiral interactions in corrugated magnetic nanoshells
Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

DFG
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10

11

12

13

14

15

16

17

18

19

20

21

22

23

24

07/2020 — 06/2024 Deutsche Forschungsgemeinschaft DFG
SFB 1415 — Chemistry of synthetic two-dimensional materials

Dr. A. Krasheninnikov Phone: 0351 260 3148 a.krasheninnikov@hzdr.de

08/2020 — 07/2023 Deutsche Forschungsgemeinschaft DFG

AMSIGE - Topological order and its correlation to self-atom transport in amorphous
materials:silicon and germanium as model systems

Dr. M. Posselt Phone: 0351 260 3279 m.posselt@hzdr.de

09/2020 — 08/2023 Deutsche Forschungsgemeinschaft DFG
3Dmag - Kriimmungsinduzierte Effekte in magnetischen Nanostrukturen

Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

11/2020 — 10/2023 Deutsche Forschungsgemeinschaft DFG

miracuSi — Room-temperature broadband MIR photodetector based on Si:Te for wafer-
scale integration

Dr. S. Zhou Phone: 0351 260 2484 s.zhou@hzdr.de

12/2020 — 11/2023 Deutsche Forschungsgemeinschaft DFG
MUMAGI Il = Microscopic understanding of disorder induced ferromagnetism in B2-alloy
thin films Il

Dr. R. Bali Phone: 0351 260 2919 r.bali@hzdr.de

01/2021 - 12/2023 Deutsche Forschungsgemeinschaft DFG

eSensus — Compliant and breathable magnetoelectronics: towards electronic
proprioception

Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

04/2021 — 03/2024 Deutsche Forschungsgemeinschaft DFG
Hybrid nanomechanical systems including atom-scale defects based on silicon carbide
Dr. A. Erbe Phone: 0351 260 2366 a.erbe@hzdr.de

06/2021 — 05/2024 Deutsche Forschungsgemeinschaft DFG
Hybrid nanomechanical systems including atom-scale defects based on silicon carbide
Dr. G. Astakhov Phone: 0351 260 3894 g.astakhov@hzdr.de

06/2021 — 05/2024 Deutsche Forschungsgemeinschaft DFG
TRANSMAX — Transport and magnetic properties of disordered Cr.AIC MAX phases

Dr. R. Bali Phone: 0351 260 2919 r.bali@hzdr.de

08/2021 — 07/2024 Deutsche Forschungsgemeinschaft DFG
TOPCURVE - Curvature-induced effects in magnetic nanostructures

Dr. A. Kakay Phone: +49 351 260 2689 a.kakay@hzdr.de

10/2021 — 10/2023 Deutsche Forschungsgemeinschaft DFG
Coupling effects in re-programmable micro-matter

Dr. S. Fahler Phone: 0351 260 2775 s.faehler@hzdr.de

01/2022 — 12/2024 Deutsche Forschungsgemeinschaft DFG
Search for magnetochiral responses in curvilinear geometries

Dr. O. Volkov Phone: 0351 260 2186 o.volkov@hzdr.de

01/2022 — 12/2024 Deutsche Forschungsgemeinschaft DFG

Spin-momentum relaxation dynamics of Dirac fermions in HgTe-based topological
insulators

Dr. G. Astakhov Phone: 0351 260 3894 g.astakhov@hzdr.de

01/2022 — 06/2023 Deutsche Forschungsgemeinschaft DFG
Martensitic phase transformations and twinning in epitaxially grown nickel titanium films
Dr. S. Fahler Phone: 0351 260 2775 s.faehler@hzdr.de

02/2022 — 01/2025 Deutsche Forschungsgemeinschaft DFG

Design of nanostructured noble-metal chalcogenide electrocatalysts for hydrogen
evolution reaction
Dr. A. Krasheninnikov Phone: 0351 260 3148 a.krasheninnikov@hzdr.de
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25 02/2022 - 02/2025 Deutsche Forschungsgemeinschaft DFG
Spin wave quantisation and non-linear scattering in non-reciprocal materials
Dr. O. Gladii Phone: 0351 260 3151 o.gladii@hzdr.de

26 03/2022 - 09/2025 Deutsche Forschungsgemeinschaft DFG
Interplay between frustrated, correlated and topological quantum electronic states in
magnetic Kagome metals
Dr. E. Uykur Phone: 0351 260 2494 e.uykur@hzdr.de

27  04/2022 — 03/2025 Deutsche Forschungsgemeinschaft DFG
Influences and resistance development of microorganisms on low concentrations of
nanomaterials in geometrically defined environments
Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

28  04/2022 — 03/2025 Deutsche Forschungsgemeinschaft DFG
A DNA origami-brick system for the fabrication of nanoelectronic elements
Dr. A. Erbe Phone: 0351 260 2366 a.erbe@hzdr.de

29 04/2022 — 09/2026 Deutsche Forschungsgemeinschaft DFG
Graduiertenkolleg 2767 — Supracolloidal structures: From materials to optical and
electronic devices
Dr. A. Erbe Phone: 0351 260 2366 a.erbe@hzdr.de

30 07/2022 - 06/2024 Deutsche Forschungsgemeinschaft DFG
Strain-tunable magnetic vortex oscillators
Dr. V. lurchuk Phone: 0351 260 2049 v.iurchuk@hzdr.de

31 07/2022 —06/2025 Deutsche Forschungsgemeinschaft DFG
New avenues to nanofabrication: assembly of vertical heterostructures from
nanopatterned two-dimensional materials
Dr. A. Krasheninnikov Phone: 0351 260 3148 a.krasheninnikov@hzdr.de

32 08/2022 - 07/2025 Deutsche Forschungsgemeinschaft DFG
Organic chromophores on ferromagnets illuminated: photochemical and magnetic study
Dr. A. Lindner Phone: 0351 260 2435 a.lindner@hzdr.de

33 08/2022 - 06/2023 Deutsche Forschungsgemeinschaft DFG
Thermal micro energy harvesting by thermomagnetic film actuation
Dr. S. Fahler Phone: 0351 260 2775 s.faehler@hzdr.de

34 11/2022 — 10/2024 Deutsche Forschungsgemeinschaft DFG

Effects of atomic defects at lateral and vertical metal-semiconductor interfaces on the
properties of two-dimensional transition-metal dichalcogenide heterostructures
Dr. A. Krasheninnikov Phone: 0351 260 3148 a.krasheninnikov@hzdr.de
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Federally and Saxony State Funded Projects

1

10

11

12

13

11/2018 — 03/2022 Bundesministerium fur Bildung und Forschung BMBF
Metal-germanium interface: Schottky barrier and ohmic contacts

Dr. S. Prucnal Phone: 0351 260 2065 s.prucnal@hzdr.de

07/2019 — 01/2022 Séachsische Aufbaubank SAB
GNSS - Innovative product platform for space-based global navigation satellite systems
Dr. J. v. Borany Phone: 0351 260 3378 j-v.borany@hzdr.de

10/2019 — 09/2023 Bundesministerium fir Bildung und Forschung BMBF
SiGeSn - Group IV-heterostructures for most advanced nanoelectronics devices

Dr. Y. Georgiev Phone: 0351 260 2321 y.georgiev@hzdr.de

Dr. S. Prucnal Phone: 0351 260 2065 s.prucnal@hzdr.de

10/2019 — 09/2023 Bundesministerium fir Bildung und Forschung BMBF
SPES3 - Black phosphorus in sensitive, selective, and stable sensors

Dr. A. Erbe Phone: 0351 260 2366 a.erbe@hzdr.de

03/2020 - 08/2022 Arbeitsgemeinschaft industrielle Forschung AiF
Magnetic nanostructures

Dr. L. Bischoff Phone: 0351 260 2866 |.bischoff@hzdr.de

06/2020 — 05/2022 EFDS e. V. EFDS

Novel Eddy current sensors based on flexible GMR sensor arrays for the analysis of
components of complex shape

Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

10/2020 — 09/2023 Bundesministerium flr Wirtschaft und Klimaschutz BMWK
RoSIiLIB — Nanoporous Si anodes of lithium ion batteries by microdroplet quenching

Dr. K.-H. Heinig Phone: 0351 260 3288 k.h.heinig@hzdr.de

12/2020 — 01/2022 Sachsische Aufbaubank SAB
NanoNeuroNet — Nanostructures for neural networks

Dr. A. Erbe Phone: 0351 260 2366 a.erbe@hzdr.de

04/2021 - 03/2024 Bundesministerium fir Bildung und Forschung BMBF

MAGA4INK — Design and manufacture of printed magnetic field sensors for flexible elec-
tronics

Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

05/2021 - 05/2022 Sachsische Aufbaubank SAB
Contactless human-machine interface based on flexible magnetic field sensors

Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

07/2021 — 06/2024 LeibnizX LX

Defect-engineering in graphene via focused ion beam for tailored van der Waals epitaxy of
h-BN

Dr. A. Krasheninnikov Phone: 0351 260 3148 a.krasheninnikov@hzdr.de

05/2021 — 04/2025 Sachsische Aufbaubank SAB
Gallium oxide fabrication with ion beams (GoFIB)

Dr. G. Hlawacek Phone: 0351 260 3409 g.hlawacek@hzdr.de

10/2022 — 09/2027 Bundesministerium fur Bildung und Forschung BMBF
Diamond based quantum sensing for NeurOSurgery (DiaQNOS) — Multiplex sensorics and
imaging

Dr. G. Balasubramanian Phone: 0351 260 3799 g.balasubramanian@hzdr.de
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Personnel Exchange Projects and Society Chairs

1 05/2017 — 12/2023 Institute of Electrical and Electronics Engineers IEEE
IEEE Magnetics Society — German chapter chair
Prof. J. FaRbender Phone: 0351 260 3096 j-fassbender@hzdr.de

2 03/2021 - 06/2024 Sino-German-Center SGC
Magnetosensitive e-skins for magnetic perception ability of human and soft robots
Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de

3 04/2021 - 03/2023 Alexander-von-Humboldt-Stiftung AvH
Alexander von Humboldt fellowship Dr. Li
Prof. M. Helm Phone: 0351 260 2260 m.helm@hzdr.de

4 04/2022 —03/2024  Alexander-von-Humboldt-Stiftung AVH

Alexander von Humboldt fellowship Dr. Roldan
Dr. D. Makarov Phone: 0351 260 3273 d.makarov@hzdr.de
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Organization chart

Institute of lon Beam Physics and Materials Research
Prof. Dr. Jiirgen Fal3bender Prof. Dr. Manfred Helm

lon Beam Center

Dr. Stefan Facsko,
Dr. René Heller

lon Accelerators
Dr. Shavkat Akhmadaliev

lon Implantation and
Modification of Materials

Ulrich Kentsch

lon Beam Analysis
Dr. René Heller

lon Induced
Nanostructures

Dr. Gregor Hlawacek

Structural Analysis
Dr. René Hiibner

Atomistic Simulations
Dr. Arkady Krasheninnikov

Nanoelectronics
Prof. Dr. Artur Erbe

Nanomaterials and
Transport
Prof. Dr. Artur Erbe,
Dr. Matthias Krause

Nanofabrication and
Analysis
Dr. Ciaran Fowley,
Dr. Yordan Georgiev

Magnetism
Dr. Jiirgen Lindner

Micromagnetic
Modeling

Dr. Attila Kakay

Magnonics
Dr. Helmut Schultheil3

Accelerator Mass
Spectrometry

Prof. Dr. Anton Wallner

Intelligent Materials
and Systems

Dr. Denys Makarov

Semiconductor
Materials

Dr. Shengqiang Zhou

Spectroscopy
Dr. Stephan Winnerl

Quantum Materials
and Technology
Dr. Georgy Astakhov

FWI Doctoral Training Programme
Coordinator: Dr. Peter Zahn
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List of personnel

List of personnel 2022

DIRECTORS

OFFICE

S. Gebel, S. Kirch

Prof. Dr. M. Helm, Prof. Dr. J. FaRBbender

SCIENTIFIC STAFF

Permanent staff

Dr. C. Akhmadaliev
Dr. G. Astakhov

Dr. R. Bali

Dr. E. Dimakis

Dr. D. Erb

Prof. Dr. A. Erbe
Dr. S. Facsko

Dr. S. Fahler

Dr. C. Fowley

Dr. Y. Georgiev

Dr. M. Ghorbani-Asl|
Dr. R. Heller

Dr. G. Hlawacek
Dr. R. Hibner

Dr. A. Kakay

Dr. A. Krasheninnikov
Dr. M. Krause

Dr. J. Lachner

Dr. K. Lenz

Dr. J. Lindner

Dr. D. Makarov

Dr. F. Munnik

Dr. A. Pashkin

Dr. K. Potzger

Dr. S. Prucnal

Dr. L. Rebohle

Dr. G. Rugel

Dr. H. Schultheif3
Prof. Dr. A. Wallner
Dr. S. Winnerl

Dr. P. Zahn

Dr. S. Zhou

Non-permanent

Dr. H. Arora

Dr. G. Balasubramanian
Dr. Y. Berencén

Dr. L. Bischoff

Dr. G. S. Canon
Bermudez (P)

Dr. C. Cherkouk (P)

Dr. F. Davies (P)

Dr. J. Duan

Dr. H.-J. Engelmann (P)
Dr. J.A. Fernandez-
Roldan (P)

Dr. S. Fichter

Dr. C. Folgner (P)

Dr. R. Friedrich (P)

Dr. F. Ganss

Dr. A. Garcia Valenzuela
(P)

Dr. O. Gladii (P)

Dr. F. Goncalves (P)
Dr. K.-H. Heinig (P)
Prof. Dr. O. Hellwig

Dr. M. Hollenbach

Dr. V. lurchuk

Dr. M.B. Khan (P)

Dr. C. Kielar (P)

Dr. N. Klingner (P)

Dr. S. Kretschmer (P)
Dr. N. Lambeva

Dr. R. Li (P)

Dr. A. Lindner

Dr. S. Lohmann (P)
Dr. K. LUnser (P)
Prof. Dr. W. Mdller (P)
Dr. I. M6nch (P)
Dr. R. Podlipec (P)
Dr. M. Posselt (P)
Dr. O. Pylypovskyi
Dr. R. Rana

Dr. R. Salikhov (P)
Dr. K. Schultheil3
Dr. J. Schiitt (P)
Dr. M. Sequeira (P)
Dr. A. Singh

Dr. S. Sorokin (P)
Dr. K. Stuibner

Dr. X. Sun

Dr. E. Uykur

Dr. I. Veremchuk
Dr. C. Vivo Vilches (P)
Dr. O. Volkov
Dr. S. Winkler
Dr. R. Xu (P)
Dr. Y. Zabila (P)
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TECHNICAL STAFF
Permanent staff Non-permanent
Rb. Aniol D. Medger M. Steinert M. Baum
Rm. Aniol R. Mester T. Tarnow A. Berens (P)
C. Bischoff Dr. R. Narkovic Dr. T. Voitsekhivska K. Jarschel
T. DOring T. Naumann J. Wagner S. Kruger (P)
S. Eisenwinder C. Neisser A. Weise R. Lehmann (P)
M. Gorlich F. Nierobisch A. Weilig Dr. L. Ramasubra-
H. Gude T. Putzke J. Winkelmann manian (P)
J. Heinze A. Reichel R. ZiegenrUcker L. Scharf
A. Henschke B. Scheumann L. Zimmermann C. Schmoldt (P)
H. Hilliges G. Schnabel J. Zscharschuch A. Vollmer
Dr. R. llling A. Schneider A. Worbs
U. Kentsch A. Scholz S. Worm
S. Klare T. Schonherr
R. Krause C. Schubert
A. Kunz J. Schulz
K. Lang T. Schumann
H. Lange
U. Lucchesi
F. Ludewig
(P) Projects
PhD STUDENTS
Y. Alsaadawi P. Heinig A. Luferau S. Shakeel
V. Begeza C. Heins P. Makushko O. Steuer
M. Bejarano D. Hilliard E.S. Oliveros Mata Y. Sun
U. Bektas T. Hula K. Mavridou T. Svetikova Uaman
O. Bezsmertna N. Jagtap B. Neumann D. Tucholski
J. Cabaco Salgado M. Jain G. Patel T. Weinert
P. Chava M.M. Khan B. Rodriguez Barea S. Wen
A. Echresh D. Koll F. Samad J. Wolf
M. Faria L. Korber P. Santra N. Yuan
Z. Fekri Yi Li S. Schuba G. Zhang
I. Fotev K. Lin A. Seidl Y. Zhou
Y. Ge F. Long M.S. Shaikh S. Zwickel
S. Ghosh
STUDENTS (Diploma / MSc / BSc)
D. Bhattacharya M. Chennur A. Pandey P. Singh
M. Bhavsar F. Hergenhan G. Schmidt A. Wendler
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