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ABSTRACT

We have investigated the properties of the Au/Cr/HfO2/β-Ga2O3(2̄ 01) MOS (metal-oxide-semiconductor) system after annealing (450 ○C)
in different ambient conditions (forming gas, N2, and O2). Defect properties have been analyzed using an approach combining experimental
impedance measurements with physics-based simulations of the capacitance–voltage (C–V) and conductance–voltage (G–V) characteris-
tics of β-Ga2O3/HfO2 MOS capacitors. The analysis demonstrates that the electrically active defects are not confined to the β-Ga2O3/HfO2
interface but are comprised of two defect bands in HfO2 characterized by thermal ionization energies of ∼1.1 eV (acceptor-like) and ∼2 eV
(donor-like) attributed to a polaronic self-trapping state and an oxygen vacancy in HfO2, respectively. The adopted methodology also enabled
the extraction of the spatial distribution of defects across the HfO2 thickness and Cr/HfO2 interface. The high concentration of oxygen vacan-
cies close to the Cr/HfO2 interface extracted from experimental and simulated electrical data is confirmed by in situ XPS analysis, which shows
how Cr is scavenging oxygen from the HfO2 and creating the donor band confined near the Cr/HfO2 interface. This donor band density is
observed to be reduced after annealing, and the reduction is not ambient dependent.

© 2025 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license
(https://creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/5.0283247

I. INTRODUCTION

β-Ga2O3 has been widely explored for high power applications
because of its superior electrical properties compared to SiC and
GaN, including a wider bandgap of ∼4.8 eV and a high breakdown
field that is 2–3 times greater (∼8 MV cm−1).1–4 In addition, the cost-
effective production of β-Ga2O3 is another significant advantage of
β-Ga2O3-based high power device applications. Recent trends in β-
Ga2O3-based metal-oxide-semiconductor devices explore the use of
HfO2, Al2O3, and SiO2 dielectrics.5–9 The realization of Ga2O3 MOS
devices faces some severe challenges, such as charge trapping or the

absence of hole conduction, which restricts the design to unipolar
devices or heterojunctions.

High dielectric constant HfO2 material has been introduced
in the fabrication of Si-based complementary MOS technology,
which has enhanced device performance and lowered power con-
sumption. HfO2 possesses a high dielectric constant (k∼16–25),10,11

relatively high conduction band offsets, and higher barrier heights
with respect to gate metals. High-k dielectrics are also desirable for
electric field management in lateral power devices;12–14 therefore, it
is noteworthy to consider HfO2 as a dielectric material for Ga2O3-
based MOS devices. SiO2 and Al2O3 have lower k values than HfO2
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but offer higher band offsets and higher bandgaps, resulting in lower
leakage current and better thermal gate stack stability.15–17

The properties of the dielectric/semiconductor and dielec-
tric/metal interfaces have a great impact on the overall electrical
properties of the device. Dielectric oxide defects may also signifi-
cantly alter the device characteristics and reliability. Interface traps
and border traps are the most common defects in high-k dielectrics,
which can affect shorter/longer term performance degradation of
the device. Oxygen vacancies in HfO2 lead to threshold voltage shifts
and even lower the carrier mobility in the channel material.18 Defects
in Al2O3 are responsible for Fermi level pinning and a substan-
tial threshold voltage shift in capacitance–voltage (C–V),19 whereas
the interface state density between SiO2/Ga2O3 causes the C–V to
stretch out and introduces frequency dispersion in accumulation
capacitance.20

These defects result from the dielectric deposition process or
during treatments after dielectric deposition, such as rapid thermal
annealing (RTA),21 which influences the C–V characteristics. The
impact of high temperature process annealing on HfO2/β-Ga2O3
has been investigated by Masten et al., and their findings showed
how high temperature annealing at 700–850 ○C increases the leakage
current and density of interface traps.22 Jayawardhana et al. demon-
strate how annealing of Ga2O3/Al2O3 MOS devices at 500 ○C for
2 min in forming gas (FG) causes a rise in shallow interface states
in comparison with annealing in N2 ambient.23 The C–V character-
istics of Ga2O3 MOS have been reported to exhibit a shift charge
trapping instability irrespective of the dielectric used. The charge
trapping in the Al2O3/(2̄ 01)Ga2O3 MOS capacitors showed C–V
stretch-out and flat band shift after successive voltage sweep capac-
itance measurements.23 Chen et al. have shown a similar stretch
out behavior with ZrO2 dielectric on Ga2O3, which was attributed
to interface traps.24 Further, Zeng et al. studied the interface states
behavior in SiO2/Ga2O3 MOS capacitors and related this stretch-out
and flat-band shift with defect states in the dielectric and at the inter-
face.20 Commonly reported problems include C–V flat band shifting
following consecutive sweeps, C–V stretching, and dispersion in
accumulation capacitance where the origin remains unspecified after
annealing. Therefore, to progress technology for high power applica-
tions using Ga2O3-based MOS devices, it is important to investigate
the source of these limitations, as annealing is an essential step in the
fabrication process.

In this work, we have systematically studied how defects in the
HfO2/β-Ga2O3 system play a significant role in changing the fre-
quency dependent C–V and conductance–voltage (G–V) properties
after annealing in various ambient conditions in comparison with
the as-deposited (control sample). A thorough analysis has been
conducted, which details how annealing affects the space-energy
distribution of traps within hafnia and primarily alters the MOS
device’s C–V and G–V characteristics. We replicate experimental
data using the Ginestra simulation platform, analyzing the distri-
bution of defects in the oxide and interface with Ga2O3 and Cr
metal. The extracted thermal ionization energy of the two defect
bands indicates the presence of an intrinsic polaronic defect near
the Ga2O3/HfO2 interface and the oxygen vacancy in HfO2 near
the HfO2/Cr interface.25,26 We also investigated the HfO2/Cr inter-
face with the help of in situ X-ray photoelectron spectroscopy (XPS),
explaining that Cr is scavenging oxygen from the HfO2 layer.

II. EXPERIMENTAL METHODS
The MOS structures were fabricated using unintentionally

doped (2̄ 01) β-Ga2O3 semiconductor substrates procured from
Novel Crystal Technology, Japan. More information regarding ALD
of HfO2 and wafer pre-cleaning can be found elsewhere.27 Follow-
ing the ∼12 nm HfO2 ALD process, the substrate was split into four
samples: three samples were subjected to an RTA (post deposition
annealing (PDA)) treatment at 450 ○C for 5 min in forming gas (5%
H2 + 95% N2), Oxygen (O2), and Nitrogen (N2) ambients, respec-
tively, and one sample was used as a control sample (as-deposited).
For all samples, circular contacts with a 200 μm diameter of Cr
(20 nm)/Au (150 nm) were formed as top gate electrodes through
shadow mask stencils using E-beam evaporation. 20 nm Ti and
150 nm Au layers were deposited as back contacts. BCl3 etching was
carried out prior to Ti/Au metal deposition. The schematic of the
β-Ga2O3/HfO2/Cr MOS structure is shown in Fig. 1 along with the
MOS capacitor process flow. The C–V and G–V measurements were
carried out using an Agilent E4980 LCR meter. Each C–V measure-
ment was performed at room temperature in a dark environment at
frequencies ranging from 100 Hz to 1 MHz.

The in situ XPS characterization was performed by forming
the Ga2O3/HfO2(12 nm)/Cr (1 nm) samples in the ultra-high vac-
uum (UHV) cluster tool. The XPS in the cluster tool is equipped

FIG. 1. Schematic diagram of the
Au/Cr/HfO2/Ga2O3 MOS structure and
the fabrication process steps.
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with a monochromatic Al Kα source and an Omicron EA125 hemi-
spherical analyzer, achieving a resolution of ±0.05 eV. In this work,
XPS was performed in as-loaded conditions and compared with
those after subsequent process steps. A reference Cr layer (25 nm)
was also deposited under UHV conditions on a SiO2/Si substrate to
compare with the Cr reaction products. The details of the sample
preparation are provided in the supplementary material. All the XPS
spectra were fitted using Analyzer software.28 The lithography pro-
cess was avoided throughout the experiment to maintain clean, in
situ environments.

The high-resolution transmission electron microscopy
(HRTEM) and energy dispersive analysis (EDS) were performed
after characterizing the samples electrically. The lamellas were
prepared by the TESCAN Solaris Ga+ dual-beam focused ion beam
(FIB) system. To protect the region of interest before FIB milling,
multiple protecting layers (a 50–100 nm carbon layer, followed by a
300–500 nm platinum layer, and an additional 3.5 μm thick carbon
protecting layer for protection) were deposited using electron beam
induced deposition. Thinning was performed at 30 kV, with a final
low-energy polish at 5 kV (20 pA) to minimize ion beam-induced
damage. High-resolution TEM and STEM were performed using
an FEI Titan 80–300 microscope (Thermo Fisher Scientific, USA)
equipped with a Schottky field-emission gun operated at 300 kV
and a HAADF detector for STEM. For high resolution TEM, the
electron dose was below 3 × 106 nm−2 s−1, minimizing electron
beam damage. TEM images were recorded with a Gatan UltraScan
CCD camera (Gatan, Inc., USA) and processed using the open
source Gwyddion software. EDS mappings were acquired using a
Bruker XFlash 6-30 EDS detector (Bruker Co., USA) and processed
using the open source HyperSpy library.

Simulations of the MOS capacitor impedance characteristics
were performed using the Applied Materials Ginestra simulation
platform to extract the defect properties.29 The software employs
the calculation of charge transport, electrostatics in MOS governed
by the direct tunneling, and trap assisted tunneling self consis-
tently to/from the charge trapping/emission dynamics of the defects.
More importantly, the charge transport phenomenon is modeled
according to the multi-phonon trap assisted tunneling theory, which
explains the electron–phonon coupling and atomic lattice relaxation
associated with the charge trapping systematically. Table I lists the
general parameters used to reproduce the experimental results. The
doping concentration in Ga2O3 was extracted from the 1/C2 vs V

TABLE I. Materials parameters used for the C–V and G–V simulations.3,30–32

Materials Properties Value

β-Ga2O3

Bandgap (eV) 4.85
Electron affinity χ (eV) 4

Doping ND (cm−3) 1.8 × 1017

Relative dielectric permittivity ε 10
Carrier mobility μn (cm2 V−1 s−1) 300

Cr Work function (eV) 4.5

HfO2

Bandgap (eV) 5.8
Electron affinity χ (eV) 2.4

Effective electron tunneling mass mT 0.25 mo
Oxide thickness (nm) 12

curve of the as-deposited sample. It is noted that the deep depletion
exhibited by the HfO2/Ga2O3 structure facilitates the evaluation of
the electrically active dopant concentration into the Ga2O3 beyond a
nominal maximum depletion depth, as surface inversion cannot be
achieved in a Ga2O3 MOS device.

III. RESULTS AND DISCUSSION
In the current study, we have observed a significant flat band

shift after successive C–V sweeps (Fig. S1 in the supplementary
material), which has also been observed by other groups.22,33–35 This
flat band shift, which we attribute to trapped charge upon successive
voltage sweeps, is still present several days after the initial measure-
ment (the systematic study of the trapped charge dynamics over time
is beyond the scope of this paper). The origin of this behavior has
not been extensively discussed in the literature, and it is important
to examine some of the causes of this behavior in the high-k/Ga2O3
system. We believe that this semi-permanent charge trapping effect
is not only caused by the presence of defect states located deep in the
dielectric presenting high thermal activation energy, but this effect is
also strongly dependent on the electric field distribution across the
high-k/Ga2O3 device. In MOS capacitors, including conventional
semiconductors (energy bandgap <2 eV), the electric field across the
dielectric for a given bias in the inversion region is comparable with
the field when the device is in the accumulation region. For Ga2O3
MOS devices, the situation is different, as the semiconductor does
not invert due to its wide bandgap of 4.85 eV, which gives rise to
asymmetry in the electric field. The applied bias in depletion drops
across the dielectric and Ga2O3, which results in strong electric field
asymmetry between the accumulation and depletion conditions of
the MOS system. This situation is compounded by the higher k value
of HfO2 (16) than the k value of Ga2O3 (10). To investigate this, we
have simulated the electric fields in the inversion regime of HfO2 on
Si and HfO2 on Ga2O3 MOS capacitors by considering zero defects
in HfO2 (ideal case). Figure 2 compares the electric field across both
systems at a specified bias of −2 V, which is in the depletion (or
inversion) mode of the MOS device. A Cr metal gate was assumed
for the simulation, and the n-type doping levels in Si and Ga2O3

FIG. 2. Electric field distribution of the Cr/HfO2/Si and Cr/HfO2/Ga2O3 MOS sys-
tems plotted in the depletion/inversion region at −2 V. The simulation is performed
without considering any defects (ideal mode). Z is the distance in nm; HfO2
thickness is the same for both systems.
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(2 × 1017 cm−3) and semiconductor affinity values were very similar
(4 eV), which allows the comparison of the electric field across both
structures for a given applied bias. At −2 V in depletion/inversion,
the electric field in HfO2 is ∼5 times lower for the Ga2O3 MOS struc-
ture in comparison with the HfO2 field for the Si device. In MOS
devices, C–V sweeps from depletion to accumulation may cause free
carriers in the semiconductor to be trapped in the dielectric. This
charge trapping is driven by the electric field across the dielectric.
In the case of successive C–V sweep measurements, as the bias is
brought back to depletion, not all trapped charge is recovered, caus-
ing flat band shifts or producing hysteresis in double C–V sweeps
(e.g., negative to positive bias and back). This effect is more pro-
nounced in HfO2/Ga2O3 MOS devices because the voltage in deep
depletion is split between the Ga2O3 and the HfO2, resulting in
a lower field across the dielectric in depletion and, therefore, less
recovery of trapped charge. The large C–V shifts observed in high-
k/Ga2O3 MOS devices as compared to high-k/Si are not necessarily
caused by higher dielectric trap concentrations or different defect
thermal ionization.

Figures 3 and 4 show the experimental C–V and G–V data
curves for all four samples, namely as-deposited, forming gas, N2
and O2 ambient annealed, respectively, measured at room tempera-
ture. These are the initial C–V and G–V curves measured at different
frequencies (100 Hz to 1 MHz) using the frequency sweep mode.
In frequency sweep mode, the measurement frequency is swept for
every gate voltage. The bias is incremented by 0.1 V at each step,
and then capacitance and conductance values are taken at differ-
ent frequencies. This will ensure that all frequency measurements
are recorded in a single bias sweep and that the multi-frequency
characteristics receive an identical bias stress at each bias point. The
difference between using the frequency sweep mode as described

earlier and the more conventional voltage sweep mode is shown in
the supplementary material (S1).

The as-deposited C–V curve [Fig. 3(a)] shows significant fre-
quency dispersion in accumulation. This dispersion is related to the
capture and emission process of majority carriers by oxide traps
located close to the oxide/semiconductor interface, while the parallel
flat band shift toward positive voltage is associated with the negative
oxide charge (fixed or trapped charge). As shown in Fig. 3(b), an
increase in frequency dispersion and C–V stretch out after PDA in
forming gas ambient for 5 min was observed. The relative flat band
shift and decrease in accumulation capacitance after the PDA are
also noted. Further stretch out in the C–V, an increase in frequency
dispersion, and a positive flat band voltage shift and a decrease in
accumulation capacitance were observed for N2 and O2 annealed
samples as shown in Figs. 3(c) and 3(d), respectively. This reveals
the degradation of the HfO2 properties and the generation of more
defects in the oxide due to the PDA. The respective G–V char-
acteristics for all four samples are also shown in Figs. 4(a)–4(d).
Noticeably, the acquired G–Vs show the effects of non-idealities
in the negative voltage range (i.e., in deep-depletion), ascribed to
the impedance measurements inherent limitations. In the presence
of the wide Ga2O3 depletion region, corresponding to a small and
non-lossy capacitance, the used instrumentation is at the limit of its
accuracy and may acquire both noisy (at f < 1 kHz) and negative
conductance values, the latter being removed from the G–V plots.
Nonetheless, the noiseless positive readings provide information
on the negative bias conductance, showing a decrease in conduc-
tance values for the annealed samples compared to the control
sample.

To extract the defect properties in HfO2 for all four samples,
we used Ginsetra, which implements a multi-phonon trap assisted

FIG. 3. Capacitance voltage (C–V)
curves of Au/Cr/HfO2/Ga2O3 MOS sys-
tems measured at multiple frequencies
at 295 K: (a) as deposited, (b) forming
gas annealed, (c) N2 annealed, and (d)
O2 annealed. The experimental data are
shown in symbols, while solid lines show
the simulated data.
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FIG. 4. Corresponding conductance
–voltage (G–V) curves of
Au/Cr/HfO2/Ga2O3 MOS systems
measured at multiple frequencies at
295 K: (a) as deposited, (b) forming gas
annealed, (c) N2 annealed, and (d) O2
annealed. The experimental data are
shown in symbols, while solid lines show
the simulated data.

tunneling (MPTAT) model.36 In this framework, the active defects
are characterized by a capture cross section σ, phonon energy h̵ω,
Huang–Rhys factor S, tunneling mass mT, and trap levels localized
in energy and space ET,Z.37 The relaxation energy EREL determines

the capture emission time constant and temperature dependence,
which is useful to identify the physical nature of the defects. The
parameters utilized for simulation are listed in Table I. It is well
established that the oxygen vacancies are common bulk defects

FIG. 5. Defect distribution extracted for the Au/Cr/HfO2/Ga2O3 MOS system. (a) Band diagram of the Cr/HfO2/Ga2O3 stack with two distinct defect distributions: the acceptor
band is distributed throughout the HfO2 thickness, while the donor band is confined near the HfO2/Cr interface. (b) Defect volume density of the acceptor and donor bands
plotted as a function of thermal ionization energy for as deposited, FG annealed, N2 annealed, and O2 annealed samples.
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in HfO2 causing the degradation of its dielectric properties and
distort electrical characteristics in MOS devices.21,38,39 The quanti-
tative energy-space distributions of traps causing the degradation in
experimental C–V were simulated by considering different traps tak-
ing part in the degradation process. We have considered two defect
bands to match the experimental C–V and G–V characteristics:
an acceptor-like band likely distributed across the full HfO2 thick-
ness and a donor-like band spatially localized near the Cr electrode,
as shown in Fig. 5(a). Both acceptor-like (0/−1) and donor-like
(+1/0) traps were considered for simulating the C–V and G–V and
reproducing the experimental data in Figs. 3 and 4.

The defect energy distributions were extracted for all samples
and plotted in Fig. 5(b) with the main defect parameters summa-
rized in Table II. Figure 3 also compares the experimental C–V
characteristics (symbols) with the simulated C–V (solid lines) for
all four samples by considering a defect energy distribution ∼1.1 eV
below the HfO2 conduction band (Ec). Another defect band (donor-
like) about 2 eV below the conduction band of HfO2 is required
to produce the best match with experimental G–V for the gate
bias in the deep depletion region as shown in Figs. 4(a)–4(d). It is
important to note that the acceptor band required to explain the
multi-frequency C–V behavior in accumulation does not necessarily
need to extend across the full HfO2 thickness. At the bias, temper-
ature, and frequency measurement conditions, electrons are only
able to communicate with defects located up to ∼5 nm from the
HfO2/Ga2O3 interface. However, the intrinsic acceptor-like traps are
likely to be distributed across HfO2 and this assumption has no
effect on the simulated C–V and G–V characteristics. The donor
band, however, is found not to be uniformly spatially distributed.
The donor-like traps are present up to 3 nm from the Cr interface;

this constraint is imposed by the C–V characteristic, which is not
matched with a uniform donor distribution.

The defect density (acceptor and donor) varies between
5 × 1019 and 5 × 1020 cm−3 for all four samples, while an EREL value
of 1–1.2 eV was used for the simulation. To match the experimental
data with the simulation, different k values were required. It is worth
noting that a k value of 17 gives the best match for the as-deposited
sample, while k values in the range of 13–16 give the best match
for forming gas, N2 and O2 samples. Such low-k values for HfO2
are unexpected, and the possible origin will be discussed further
below.

Figure 5(b) summarizes the effect of annealing conditions on
the defect distribution over energy and space within the bandgap
of HfO2. It is observed that the peak density for the donor defects
remains constant before and after thermal treatment, while the den-
sity strongly decreases after the annealing for all ambient conditions.
The acceptor density, however, increased significantly post thermal
annealing, associated with a slight increase in thermal ionization
energy spread. The two effects combined result in more defect
states aligned with the Ga2O3 conduction band and, therefore, an
increased frequency dispersion in the C–V response after annealing.

Many studies on the application of HfO2 dielectric in MOS
devices confirm that one of the most prevalent defects currently
observed is oxygen vacancies. These oxygen vacancies play an
important role in generating trapping sites in MOS devices.18,26

Annealing significantly influences these defects by modifying the
material properties and inducing a phase transition in HfO2.40,41 In
addition, the concentration of these oxygen vacancies seems to be
phase dependent. The amorphous HfO2 tends to have significant
oxygen vacancies due to a less ordered structure, while the phase

TABLE II. Extracted defect parameters for HfO2 based on simulation results.

Sample

Dielectric
constant

(k) Acceptor defect Donor defect

Phonon energy (EPH) ⋅ ⋅ ⋅ 0.03 eV 0.06 eV
Capture cross section (σ) ⋅ ⋅ ⋅ 5 × 10−17 cm2 10−14 cm2

As deposited 17

Eth: 1.1 eV Eth: 2 eV
Erel: 1 eV Erel: 1.2 eV

Std dev = 0.2 eV Std dev = 0.1 eV
Defect density: 6 × 1019 cm−3 Defect density: 5 × 1020cm−3

Forming gas annealed 16

Eth:1.1 eV Eth: 2 eV
Erel:1 eV Erel: 1.2 eV

Std dev = 0.25 eV Std dev = 0.1 eV
Defect density: 2 × 1020 cm−3 Defect density: 5 × 1019 cm−3

N2 annealed 14

Eth:1.1 eV Eth: 2 eV
Erel: 1 eV Erel: 1.2 eV

Std dev = 0.25 eV Std dev = 0.1 eV
Defect density: 4 × 1020 cm−3 Defect density: 5 × 1019 cm−3

O2 annealed 13

Eth: 1.17 eV Eth: 2 eV
Erel: 1.12 eV Erel: 1.2 eV

Std dev = 0.2 eV Std dev = 0.1 eV
Defect density: 3.5 × 1020 cm−3 Defect density: 5 × 1019 cm−3
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FIG. 6. In situ XPS of the Cr/HfO2 inter-
face on the β-Ga2O3 (2̄01) bulk sub-
strate with 12 nm of ALD-grown HfO2:
(a) Hf 4f O 1s, (b) Cr 2p, and (c) C 1s
interface chemistry before and after UHV
Cr gate metal deposition. Intensities are
multiplied 2x after the Cr deposition as
the overlayer obscures the underlying
elemental states.

transition to cubic may have more oxygen vacancy tolerance.38,42

Another source of trapping states in both amorphous and crystalline
HfO2 are polaronic states, originating from the strong interaction
between charge carriers and the lattice vibrations (i.e., phonons) in
the material. The oxygen vacancy may exist in +2, +1, 0, −1, and −2
states. The +2 and +1 states are deep trap states, while the neutral
state is expected to occur positioned ∼1 eV below the CB minima.25

These defects are common in HfO2 regardless of the substrate on
which it is deposited.

The donor defect band distributed near the Cr interface could
be explained by the strong oxygen affinity of Cr when deposited on
HfO2 or other oxides and could lead to oxygen scavenging from
HfO2 and increase the VO density locally.43,44 In-situ XPS analy-
sis was performed on the Cr/HfO2/Ga2O3 stack to provide more
in-depth chemical information about the Cr/HfO2 interface.

Figure 6 shows the XPS results before and after Cr deposi-
tion on HfO2 dielectric grown on β-Ga2O3 (2̄ 01) substrate (without
annealing: control sample). Since the substrate signal was below the
detection limit of XPS (see the supplementary material, Fig. S2: sur-
vey spectra), only the interface between Cr and HfO2 is analyzed.
Peak positions are referenced to the C 1s (284.8 eV) peak to mini-
mize charging effects observed after oxide growth. Figure 6(a) shows
the Hf 4f and O 1s core level peaks after ALD deposition and follow-
ing UHV metallization. Signals detected in both Hf 4f at 17.3 eV
and O 1s at 530.4 eV binding energy (BE) denote the HfO2 state.45,46

The sub-stoichiometric state is below the detection limit of XPS for
the HfO2 surface. C and O 1s show surface organic impurities likely
sourced from the ALD chamber where metal-organic precursors are
used. C1s in Fig. 6(c) demonstrates a small amount of carbon com-
pounds at the surface consistent with O 1s.47 No carbide species
(∼282 eV)48 was detected following ALD deposition.

However, after Cr deposition, multiple reactions were observed
at the Cr/HfO2 interface compared to reference Cr [see Fig. 6(b)

“Cr (Reference)”]. In Fig. 6(a), the full width at half maximum
(FWHM) of Hf 4f increased by 0.12 eV after 1 nm Cr deposi-
tion, and a shoulder peak near the lower BE site appeared. Similar
changes are observed in O 1s, suggesting a reduction of HfO2
by Cr and the formation of a sub-stoichiometric (HfO2−x) state.
Cheng et al. reported a similar sub-stoichiometric state in the
HfO2/GaN interface.49 Although thermodynamically HfO2 is more
stable than chromium oxides (approximate standard Gibbs-free
energy, ΔG○f, HfO2 548.5 kJ/mol per bond of Hf–O and ΔG○f,
Cr2O3 = -379.7 kJ/mol per bond of Cr–O),50 amorphous HfO2 has
a less stable atomic structure with higher defect densities.51 This can
alternatively make oxygen more mobile and easier to scavenge by
Cr. Moreover, metal-induced defect states can also be responsible for
such an oxygen scavenging effect.52 Cr 2p in Fig. 6(b) shows multi-
ple oxidation states compared to the reference Cr metal. Along with
metallic Cr0 states, oxides and carbides53 are also detected in Cr 2p.
O 1s (530.6 eV) and C 1s (∼283.3 eV) show the Cr oxide and car-
bide,54 respectively, suggesting the presence of aggressive reactions
at the HfO2/Cr interface.

A shift toward higher binding energy values in Hf 4f and O1s
spectra was observed after metal deposition. The scavenging of oxy-
gen from HfO2 creates oxygen vacancies or related donor states,
which may eventually shift the oxide’s Fermi level (EF) toward the
conduction band.18,55 In addition, dipole formation at the Cr/HfO2
interface might also induce some BE shift.56 The Cr Fermi level
alignment could also induce downward HfO2 band bending and
contribute to the BE shift.

Considering the effect of thermal annealing on the defect
bands, the donor concentration is reduced by one order of mag-
nitude after annealing but is unaffected by the different annealing
conditions [as depicted in Fig. 5(b)]. It seems the annealed HfO2
films react less with Cr as compared to the as-deposited films (in situ
XPS analysis on annealed HfO2 was not available for this study). On
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FIG. 7. (a) High-resolution cross-
sectional TEM images of the
as-deposited Au/Cr/HfO2(12 nm)/Ga2O3
MOS. The observed HfO2 layer thick-
ness for all four samples is ∼11.5
± 0.5 nm (Fig. S3). (b) Zoomed area
of the red square of the image (a);
the inset shows the respective FFT
micrograph. (c) Elemental analysis of
Au/Cr/HfO2/Ga2O3 MOS layers using
x-ray energy dispersive spectroscopy
(EDS) for the as-deposited sample.
Ga diffusion into the HfO2 layer is not
observed or is below the detection
limit in all the acquired maps. Note
the absence of Cr above HfO2 for
the as-deposited sample because the
TEM image was obtained outside the
capacitor area.

the other hand, the acceptor defect density is observed to increase for
the annealed samples as compared to the control sample. Further-
more, N2 and O2 annealing conditions generate a greater number
of acceptor defects than the FG annealed sample. The extracted
trap distribution 1.1 eV below Ec supports the attribution of the
acceptor to the polaronic defect in HfO2

21,57 associated with under-
coordinated Hf ions or elongated Hf–O bonds. While annealing in
an oxygen-rich environment could potentially hamper the forma-
tion of under-coordinated Hf ions (or even reduce their density), the
extracted acceptor trap profiles do not show significant differences
associated with the O2 annealing. This can be explained either by the
absence of under-coordinated Hf ions in the acceptor trap band or
by the annealing time and the thermal budget being insufficient for
counteracting the formation of under-coordinated Hf ions. Notice-
ably, in the former case the acceptor trap band would be mainly
composed of elongated Hf–O bonds. The exact explanation of this
phenomenon remains unclear and worthy of further investigation.

The k value is observed to be dependent on the annealing con-
ditions (17 for as deposited and 13 for O2 annealed). Cross-sectional
TEM images of the as-deposited and annealed films (Figs. 7 and S3)
confirm the thickness of the HfO2 layer is ∼11.5 ± 0.5 nm for all
four samples and show no evidence of interlayer formation between
the Ga2O3 and HfO2 and rule out HfO2 thickness variation after
annealing. The low HfO2 k value extracted cannot be attributed
to higher than nominal HfO2 physical thickness. It is interesting
to note that both as-deposited and annealed samples seem to be
polycrystalline in nature. The fast Fourier transform patterns were
analyzed to assess the value of the observed interplanar distances
of the HfO2 films. An observed d-spacing of ∼0.28 nm is in good
agreement with the literature data for crystalline HfO2 (Fig. S3).7,58

The extracted k value of 17 for the as-deposited sample is consistent
with the monoclinic phase reported by several groups for HfO2 on
Si;59,60 however, the cause for the lower k value (13–16) of the other
samples is unclear. Ga diffusion into HfO2 was observed previously
in HfO2/Ga2O3 samples annealed at high temperature;22 however,
EDS analysis does not reveal any significant Ga diffusion into

HfO2 in our samples. A possible source of the k value degradation
could be the partial oxidation of the Cr layer in contact with HfO2
(Figs. S4 and S5).

IV. CONCLUSION
We have characterized electrically active defects in the HfO2/(2̄

01)β-Ga2O3 system. The approach we have adopted, which com-
bines the experimental electrical characteristics with physics-based
simulation of MOS devices, was successful in profiling active defects
in Au/Cr/HfO2/Ga2O3 MOS devices. Two distinct defect bands with
thermal ionization energies ∼1.1 and ∼2 eV below the HfO2 conduc-
tion band have been extracted. The acceptor band at Eth = 1.1 eV
has been associated with polaronic intrinsic defects in HfO2 in good
agreement with the earlier reports; its density and thermal ioniza-
tion energy spread are observed to be increasing after annealing
in different conditions, while the donor band with Eth = 2 eV has
been associated with the oxygen vacancy donor level in HfO2, which
is reduced after annealing and unchanged in different annealing
conditions. This defect band is mainly localized near the HfO2/Cr
interface, indicating that Cr may be at the origin of this defect by
reducing the HfO2 and generating oxygen vacancies. This hypoth-
esis was supported by in situ XPS analysis. The study shows how
thermal treatment degrades the properties of HfO2/Ga2O3 MOS
capacitors and provides useful insights for the selection of process
parameters and materials for future Ga2O3 based devices.

SUPPLEMENTARY MATERIAL

The supplementary material encompasses first experimental
C–V successive sweeps (Fig. S1); XPS sample preparation and survey
spectra scan (Fig. S2); and TEM and EDS characterization: cross-
sectional TEM images for all four (control and annealed) samples
showing the polycrystalline HfO2 (Fig. S3). Compositional elemental
mapping of different layers with EDS intensity normalized spectra
(Fig. S4). Cumulative EDS spectra (Fig. S5).
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