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Preface to “Nanoscale Ferroic
Materials—Ferroelectric, Piezoelectric, Magnetic, and
Multiferroic Materials”

Ferroic materials, including ferroelectric, dielectric, piezoelectric, magnetic, and multiferroic
materials, have broad applications in current modern society. Based on their rich physics and the
related properties, ferroic materials can have applications for different purposes. For example, based
on the switching of domain, ferroelectric and magnetic materials can be used for information storage.
Based on the piezoelectric property, piezoelectric materials can be used as sensor/actuator/energy
harvesters. Based on the coupling of magnetic order and ferroelectric order, multiferroic materials
can have applications as magnetic field sensors and for information storage with the advantages of
high storage density and low power consumption. Recently, nanoferroic materials have found new
applications based on their ferroic property (low dimension limited size effect) and high surface area,
such as photocatalysis.

In this scenario, the present book offers novel research insights recently published as a part of
the Nanomaterials Special Issue “Nanoscale Ferroic Materials—Ferroelectric, Piezoelectric, Magnetic,
and Multiferroic Materials”, with the aim to collect the most recent advances on nanoscale ferroic

materials as well as their possible practical uses in different fields of interest.

Zhenxiang Cheng, Changhong Yang, and Chunchang Wang
Editors
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Ferroic materials, including ferroelectric, piezoelectric, magnetic, and multiferroic
materials, are receiving great scientific attentions due to their rich physical properties. They
have shown their great advantages in diverse fields of application, such as information
storage, sensor/actuator/transducers, energy harvesters/storage, and even environmental
pollution control. At the same time, nanostructure has assumed an increasing importance as
the key to the miniaturization of solid-state electronics, decrease of the power consumption,
and reduction of production cost. At present, ferroic nanostructures have been widely
acknowledged to advance and improve currently existing electronic devices, as well as to
develop future ones.

This Special Issue, comprising ten research articles, covers the characterization of crys-
tal and microstructure, the design and tailoring of ferro/piezo/dielectric, magnetic, and
multiferroic properties, and the presentation of related applications. These papers present
various kinds of nanomaterials, such as the ferroelectric/piezoelectric thin films, i.e., PM-
NPT, BiFeO3, BiOCl/NaNbO3, CH3NH;3Pbls, Hfj 5Zr950,, and CulnP,Se; dielectric stor-
age thin ﬁlm, i.e., Ba0'5Sr0'5TiO3 /0.4BiFeO3-O.65rT103, Bi(Feo_ggMn0'05Tio'02)O3-CaBi4Ti4015
solid solution; dielectric gate layer, i.e., SmyO3/Al,O3/InP; and magnonic metamateri-
als, i.e., ferromagnet/heavy metal bilayer. These nanomaterials are expected to have
applications in ferroelectric non-volatile memory, ferroelectric tunneling junction memory,
energy-storage pulsed-power capacitor, metal oxide semiconductor field-effect-transistor
device, humidity sensor, environmental pollutant remediation, and spin-wave devices. The
purpose of this Special Issue is to communicate the recent developments in the research
of nanoscale ferroic materials. In the following part, we present a brief overview of the
published articles and hope to provide a useful resource for potential readers.

Aiming at obtaining ferroelectric thin films with strong polarization feature, effective
methods of chemical doping and regulating the preparation process are applied. Kim
et al. fabricated Hfj 5Zr( 50, thin films via plasma-enhanced atomic layer deposition. A
high remanent polarization with 2P, of 38.2 pC/cm? and an excellent fatigue endurance of
2.5 x 107 cycles were obtained by regulating the deposition temperature, post-annealing
temperature and RF plasma discharge time [1]. Among the studies about Hf,Zr_,O,, the
work in this study showed relatively good remanent polarization and fatigue endurance
performances despite being under the lowest deposition temperature. Feng et al. [2] focus
their work on the effects of annealing temperature and Fe-doping concentration on the
crystallinity, microstructure, ferroelectric and dielectric properties of PMN-PT thin films.
2% Fe-doped PMN-PT thin film annealed at 650 °C exhibits high (111) preferred orientation,
high remanent polarization (P, = 23.1 pC/cm?) and low coercive voltage (Ec = 100 kV/cm).

Nanomaterials 2022, 12, 2951. https:/ /doi.org/10.3390/nano12172951 1

https:/ /www.mdpi.com/journal /nanomaterials



Nanomaterials 2022, 12, 2951

BiFeOs thin films were doped with Sm by Wang et al. [3]. They discussed the changes of
electrical characteristics in terms of phase transition and oxygen vacancies.

Van der Waals (vdW) layered ferroelectric materials have become a promising research
branch in condensed matter physics. As the main factor affecting the ferroelectric property
is the strong depolarization in ultrathin ferroelectric film, herein, Jia et al. [4] investigated
the ferroelectric and piezoelectric properties at different thicknesses. Furthermore, the
constructed Pt/CulnP,Ss/Au ferroelectric tunnel junction with a 2 nm-thick functional
layer has superior continuous current modulation and self-rectification functions.

In recent years, ferroelectric energy storage thin film is emerging as a key enabler
for advanced pulsed power systems. However, such applications are hindered by the
low energy storage density and small efficiency, so some strategies need to be explored
to further improve its energy storage performance. Wang et al. [5] design a multilayer
structure of Bag 5519 5TiO3/0.4BiFeO3-0.65rTiO3 on flexible mica substrate. A good balance
between energy density and efficiency can be reached by utilizing the interface engineering.
In addition, the authors describe a cost-effective and facile fabrication of flexible ferroelec-
tric thin films. The energy storage performance of bismuth layer-structured ferroelectric
(BLSF) compounds of CaBiyTi4O15 modified by Bi(Fepo3Mng 5Tig 02)O3 was studied by
Liu et al. [6]. In their work, Bi(Fe 93Mny ¢5Tip02)O3 played a very important role in enhanc-
ing the polarization and optimizing the shape of ferroelectric hysteresis loop.

Magnetic metamaterials are deemed to be a promising candidate as a high-quality
information carrier. Since the graded magnonic refractive index can be created by modifica-
tion of the material properties, Zhuo et al. [7] theoretically propose a ferromagnet/heavy
metal bilayer magnonic metamaterial, and modulate the refractive index of spin waves
with the inhomogeneous Dzyaloshinskii-Moriya interaction (DMI). The authors further
study spin-wave refraction and reflection at the interface between two magnetic media
with different DMI and build a generalized Snell’s law of spin waves.

Last but not least, three papers of this Special Issue address the applications involving
piezoelectric photocatalyst, humidity sensor, and metal oxide semiconductor. Piezoelectric
catalysis is an efficient and environmentally friendly dye degradation method. Li et al. [8]
synthesized the BiOCl/NaNbOj3 piezoelectric composites, and investigated the mechanism
of piezocatalysis, photocatalysis, and their synergy effect of BN-3 composite. This work
provides a new strategy to improve the environmental pollutant remediation efficiency of
piezoelectric composites. Perovskites with the formula of AMX3 have a potential use for
probes for sensing of humidity due to the heavy dependence of electrical characteristics
on environmental moisture. Therefore, Zhao et al. [9] carried out relevant research on
the humidity sensitivity of CH3NH;3Pbl; perovskite. The CH3;NH;PblI;-based humidity
sensor shows the excellent humidity sensitive properties, and the authors ascribed it to
water-molecule-induced enhancement of the conductive carrier concentration. As the
COMS feature sizes continue to decrease, it is urgent to use a high-k material to replace the
current SiO, gate dielectrics. Lu et al. [10] systematically investigated the effect of atomic
layer deposition-derived laminated interlayer on the interface chemistry and transport
characteristics of sputtering-deposited Sm»Os3/InP gate stacks. They demonstrated that
Sm;03/Al,O3/InP stacked gate dielectric is a promising candidate for InP-based metal
oxide semiconductor field-effect-transistor devices in the future.

In this Special Issue, the range of themes addressed is certainly not exhaustive. With
the scope of application of nanostuctured ferroic materials broadening rapidly, further
developments on the aspects of theoretical simulation, synthetic technique, advanced
characterization, and multi-functional combination are expected.

Author Contributions: C.Y. wrote this editorial letter. Z.C. and C.W. provided their feedback,
which was assimilated into the letter. All authors have read and agreed to the published version of
the manuscript.
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Abstract: HfZr;_,O, (HZO) thin films have excellent potential for application in various devices,
including ferroelectric transistors and semiconductor memories. However, such applications are
hindered by the low remanent polarization (P;) and fatigue endurance of these films. To overcome
these limitations, in this study, HZO thin films were fabricated via plasma-enhanced atomic layer
deposition (PEALD), and the effects of the deposition and post-annealing temperatures on the
density, crystallinity, and electrical properties of the thin films were analyzed. The thin films obtained
via PEALD were characterized using cross-sectional transmission electron microscopy images and
energy-dispersive spectroscopy analysis. An HZO thin film deposited at 180 °C exhibited the highest
o-phase proportion as well as the highest density. By contrast, mixed secondary phases were observed
in a thin film deposited at 280 °C. Furthermore, a post-annealing temperature of 600 °C yielded
the highest thin film density, and the highest 2P, value and fatigue endurance were obtained for
the film deposited at 180 °C and post-annealed at 600 °C. In addition, we developed three different
methods to further enhance the density of the films. Consequently, an enhanced maximum density
and exceptional fatigue endurance of 2.5 x 107 cycles were obtained.

Keywords: HZO; PEALD; ferroelectric memory; deposition temperature; film density; remanent
polarization; fatigue endurance

1. Introduction

Since the report of ferroelectric behavior in HfO,-based thin films, studies have been
conducted on HfO, thin films doped with different elements. Particularly, Hf,Zr; _,O,
(HZO) thin films, which exhibit ferroelectricity even at thicknesses of a few nanometers,
have gained increasing attention [1]. Among the diverse types of available ferroelectric
materials, metal oxides have attained considerable technological importance owing to their
compatibility with current complementary metal-oxide-semiconductor (CMOS) technol-
ogy as well as large-scale integration. Therefore, active research has been underway for
the application of HZO thin films to a variety of devices such as ferroelectric transistors,
synapse devices, and ferroelectric tunneling junctions [2-6].

For the practical application of HZO thin films to semiconductor memories, it is
necessary to overcome the issues of remanent polarization (P;) and fatigue endurance.
Pb(Zr,Ti)O3-based materials having the crystal structure of perovskites, which are ferro-
electric materials that have been studied extensively, exhibit a low wake-up effect, and
show stable characteristics with exceptional fatigue endurance over 101 cycles [7-9]. In
this context, studies on improving the properties of HZO have been actively underway.
In particular, research on the effects of crystal structure, oxygen defects inside thin films,
grain size, and interface engineering using electrodes on changes in electrical properties
has been mainly reported [10-14]. HZO thin films have a variety of crystalline phases such
as tetragonal (t-, P4, /nmc), monoclinic (m-, P2; /¢), and orthorhombic (o-, Pca2;) phases,
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of which the o-phase exhibits ferroelectric properties. However, the m-phase has been
generally reported to be the stable phase of HZO [10,15], and research has been conducted
to achieve a high ratio and stability of the o-phase in HZO films [16-18].

For HZO deposition, thermal atomic layer deposition (THALD) is mainly used. More-
over, there has been insufficient investigation on the properties of HZO thin films deposited
by plasma-enhanced atomic layer deposition (PEALD) [19]. PEALD is capable of the
high-density deposition of thin films and has the advantage of enabling low-temperature
deposition [20-22]. The regions wherein the o-, t-, and m-phases of HZO are formed
vary depending on grain size and temperature. Therefore, density improvement in the
deposition process is expected through the stabilization of the o-phase and increasing the
grain size through low-temperature deposition using PEALD [10,23]. In addition, to the
best of the authors” knowledge, there is no report on the relationship between the PEALD
process temperature and changes in the electrical properties with respect to HZO density.

In this study, the initial process conditions for fabricating PEALD HZO thin films were
set according to the deposition temperature, and the effect of the deposition temperature
on the density and crystallinity of the thin films was analyzed. In addition, the optimal
conditions for fabricating HZO thin films by PEALD were derived by examining the thin
film density and crystallinity according to the post-annealing temperature. Furthermore,
the effects of the variation of the HZO thin film density with the process temperature
on the crystallinity of the o-phase exhibiting ferroelectricity, as well as on the electrical
characteristics such as polarization hysteresis loops (P-E loops) and fatigue endurance,
were investigated. Finally, process improvement methods for obtaining HZO thin films
with high density and excellent electrical properties at a low deposition temperature of
100 °C were determined, and the results were comparatively analyzed.

2. Materials and Methods
2.1. HZO Thin Film Deposition by PEALD

For HZO thin film deposition, a substrate comprising a 50 nm TiN bottom electrode
deposited on a SiO(100 nm)/Si wafer was used. HZO thin film deposition was performed
by PEALD (iOV-dx2, iSAC research, Hwaseong, Korea) using the experimental setup illus-
trated in Figure 1, and tetrakis(ethylmethylamido)-hafnium (TEMA-Hf, iChems, Hwaseong,
Korea) and tetrakis(ethylmethylamido)-zirconium (TEMA-Zr, iChems, Hwaseong, Korea)
were used as the precursors of HfO, and ZrO,, respectively. To fabricate the HZO thin
films, HfO, and ZrO, were alternately deposited in a 1:1 ratio, and this cycle was repeated
until a thin film with a thickness of 10 nm was obtained. To obtain an optimal HZO thin
film, deposition was performed in a temperature range of 100 to 280 °C. O, gas was in-
jected as a reactant, and oxidation was induced through a 200 W plasma discharge to form
oxides. The detailed PEALD process conditions are outlined in Table 1. To prepare the top
electrode for the evaluation of the electrical properties, a shadow mask was used, and a
TiN electrode with a diameter of 200 um was deposited at a thickness of 50 nm by reactive
sputtering. Next, as shown in Table 2, crystallization of the HZO thin films was performed
by post-annealing using rapid thermal annealing (RTA). Post-annealing was performed for
30 s in a temperature range of 500 to 700 °C in a nitrogen ambient of 5 Torr.

2.2. Characterization of HZO Thin Films

The thickness and refractive index of the deposited single oxides of HfO, and ZrO,
and the HZO thin films were evaluated using an ellipsometer (Elli-SE, Ellipso technology,
Suwon, Korea). The shape of the thin film cross-section and the elemental composition were
analyzed using transmission electron microscopy (TEM) (NEO ARM, JEOL, Tokyo, Japan)
and energy-dispersive spectroscopy (EDS) (JED-2300T, JEOL, Tokyo, Japan), respectively.
The crystalline structure of the HZO thin films was measured by high-resolution X-ray
diffraction (HR-XRD) (Smartlab, Rigaku, Tokyo, Japan) in Bragg-Brentano geometry, and
the density of the thin film was calculated through X-ray reflectometry (XRR) analysis on
the same instrument. Electrical properties such as the P-E curve and fatigue endurance of
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the thin film were evaluated using a TF analyzer (TF-2000E, aixACCT, Aachen, Germany)
connected to a microprobe station (APX-6B, WIT, Suwon, Korea). Hysteresis loop mea-
surements were performed at a frequency of 1 kHz with a triangle pulse of &3 V. Fatigue
endurance measurements were conducted by the continuous application of a square pulse
of +3 V at 10 kHz along with a 1 kHz triangle pulse that was applied five times at each
time point to measure remnant polarization.

Figure 1. Schematic of PEALD setup used in this study.

Table 1. Conditions of HZO thin film deposition by PEALD and processes constituting one cycle.

Deposition Temperature 100—280 °C
Maintenance Gas Flow 600 sccm
Pressure 1.3 Torr
3s
Source Ar
200 sccm
Purge 20 s 30 s
G
4s
O, O,
150 sccm
RF 2's
200 W
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Table 2. Conditions for rapid thermal annealing of HZO thin films after TiN top electrode deposition.

Annealing Temperature 500—700 °C
Ambient N, Atmosphere
Pressure 5 Torr

500-700 °C

20 s

Furnace
cooling

U U
S

20 s 20 s 20 s 20 s 30 s

3. Results and Discussion

Prior to the start of HZO thin film deposition, the growth conditions of single thin
films of HfO, and ZrO, were confirmed. Each thin film showed self-limiting behavior
when the source was injected for more than 2.5 s in the previous experiment. Accordingly,
as shown in Table 1, the injection time of the source was set to 3 s to allow sufficient
time. Figure 2 presents the results of analyzing the change in growth per cycle (GPC) and
refractive index according to the number of cycles at various substrate temperatures. The
results of GPC illustrated in Figure 2a,b show that the deposition thickness value is high in
the initial cycles (that is, 10 cycles or less). This phenomenon is due to an overestimated
measurement error that occurred during the planarization process because of the native
roughness and curvature of the substrate at the initial stage; after 10 cycles, the thickness is
almost constant regardless of temperature [24,25]. Furthermore, from the refractive index
results shown in Figure 2¢,d, a trend of change in the refractive index according to the
number of cycles can be observed. Notably, the refractive index approaches 2.0 and 2.1,
the bulk refractive index values of HfO, and ZrO,, respectively, with an increase in the
number of cycles at the different substrate temperatures. All the thin films deposited at
100 °C had a low refractive index, and the difference was particularly pronounced in the
case of the ZrO, thin film. It can be inferred from the Lorentz—Lorenz relation that the thin
film density decreased at low deposition temperatures [26]. Based on the results in Figure 2,
HfO, and ZrO, were deposited at rates of 0.123 nm and 0.112 nm per cycle, respectively, at
the deposition temperature of 180 °C. The two materials were alternately deposited in each
cycle, repeating the process 42 times, resulting in a Hfj 5Zr( 50, thin film with a thickness
of approximately 10 nm.

Figure 3a is a cross-sectional image obtained by the high-resolution TEM (HR-TEM) of
a PEALD HZO thin film that was deposited at 180 °C and underwent post-annealing at
600 °C. The thickness of the thin film was approximately 10 nm, and an o-phase crystalline
structure was mainly observed. The disappearance of the o-phase structure near the
interface is thought to be because of interface instability due to TiN diffusion [13,27].
Figure 3b shows the EDS-based elemental composition profiles of the same thin film, and
it can be observed that some of the Ti and N atoms diffused into the HZO thin film. In
addition, nitrogen and carbon contamination was observed inside the HZO thin film owing
to the TEMA precursors. In particular, the carbon contamination was considerable; herein,
carbon is considered to be a residual impurity because the precursor is not completely
decomposed during deposition [27-30]. Figure 3c shows the change in the XRD patterns
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of the PEALD HZO thin films according to the deposition temperature in the substrate
temperature range of 100280 °C. The peaks at 28.5 © and 31.6 ° represent the m-phase,
and the peaks at 30.5 ° and 35.4 ° represent the (111) and (200) planes of the o-phase [16].
At all deposition temperatures, the proportion of o-phase was greater than that of the m-
phase, and it can be observed that the phase transformation to the o-phase was successfully
achieved during the post-annealing at 600 °C. The intensity of the XRD peak corresponding
to the o-phase was the highest at 180 °C, and it decreased as the deposition temperature
decreased or increased further. In particular, in the case of deposition at a high temperature
of 280 °C, secondary phases such as the m-phase were included.
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Figure 2. Changes in the (a,b) growth per cycle (GPC) and (c,d) refractive index of HfO, and ZrO,
single thin films according to the number of cycles at different substrate temperatures.
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Figure 3. (a) Cross—sectional high—resolution TEM (HR—TEM) image and (b) EDS composition
cross-sectional profile and (c) XRD pattern change with respect to substrate temperature in the range
of 100-280 °C for PEALD HZO thin films deposited at 180 °C.
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Figure 4a presents the XRR data of the HZO thin film deposited at 180 °C, and the
inset graph corresponds to raw data showing the reflectivity according to the X-ray incident
angle. The density of the thin film is calculated based on the initial angle at which the
reflectivity decreases. The thickness of the thin film is simulated through the oscillation
period, and the thickness and the density of the deposited thin films constituting the
sample can be calculated as shown in the outer graph. Figure 4b outlines the density
change according to the substrate temperature of the PEALD HZO thin film obtained by
this method. The density of the thin film was the highest (8.18 g/cm?®) at the substrate
temperature of 180 °C. This density exceeds the theoretical density of HZO [31]. In a
multilayered structure, the density of each thin film is calculated by the reflectivity at each
interface, but an error may occur if the thin film is too thin or the interface is not distinct. In
this study, the deposited thin films were compared according to calculated density.
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Figure 4. (a) XRR data of PEALD HZO thin film deposited at 180 °C and (b) HZO thin film density
according to substrate temperature in the range of 100-280 °C.

The density gradually decreased as the deposition temperature decreased or increased
further. This trend is consistent with that of the o-phase peak intensity, as observed in
the XRD patterns in Figure 3c. The decrease in density at low and high temperatures can
be explained by the equation of Langmuir’s adsorption isotherm [32]. 6, the fraction of
the surface covered by the absorbate, can be expressed as a function of time as shown
in Equation (1).

% = 7aPi(1-6) =740 o

Here, v, denotes the adsorption coefficient, 7y, is the desorption coefficient, and
P; is the pressure. Here, the adsorption coefficient and the desorption coefficient are
exponentially proportional to the temperature with respect to the activation energy required
for adsorption and desorption, respectively.

b

:Pi+7d/')/a @)

If % = 0 (equilibrium), 6

Based on the assumption that the same pressure process applies in an equilibrium state
where the adsorption rate becomes 0, if P; is set to a constant value, the equilibrium value
of 6 is highly dependent on temperature, as shown in Equation (2). At low temperatures,
the value of 7y, becomes small; consequently, sufficient chemisorption does not occur, and
the space where adsorption does not occur remains empty. Furthermore, as 6 decreases, the
density of the thin film decreases. At high temperatures, v, increases, and it is thought that
owing to the empty space formed by the atoms desorbed during the deposition process,
both the values of 6 and the density of the thin film decrease. Under the conditions of this
experiment, the substrate temperature of 180 °C results in the minimum % value and the

10



Nanomaterials 2022, 12, 548
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highest fraction of the surface covered by the absorbate; therefore, this condition is thought
to be the optimal deposition condition that yields the highest density. In addition, the
secondary phases, including the m-phase, appearing at a substrate temperature of 280 °C
may cause density reduction [33,34].

Although the m-phase is the most stable phase of HZO thin films, the formation of the
m-phase is suppressed while the ratio of the ferroelectric o-phase is increased because of
thermal stress caused by the difference in the thermal expansion coefficient between the
HZO thin film and the TiN electrode during the post-annealing process [35,36]. Figure 5
shows the changes in the XRD patterns and density of samples of the HZO thin films
deposited at 180 °C, the optimal substrate temperature, which underwent post-annealing
at 500 to 700 °C. At all annealing temperatures, HZO thin films almost purely consisting
of o-phases without the m-phase and secondary phases were obtained. In the case of the
sample obtained via 500 °C post-annealing, the X-ray peak intensity was slightly weak, but
in the samples obtained via post-annealing at 600 °C or higher, the X-ray peak intensity was
strong. With regard to the density, the sample annealed at 600 °C showed the highest value;
thus, the optimum annealing temperature was determined to be 600 °C. It was confirmed
that the HZO thin film was densified, with crystallization, through the post-annealing
process. It can be inferred from the results shown in Figure 5b that the density of the thin
film may decrease as the interdiffusion between the TiN electrode and the HZO thin film
increases under high-temperature post-annealing conditions.
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Figure 5. (a) XRD pattern and (b) density according to post-annealing temperature of PEALD HZO
thin films deposited at 180 °C.

The polarization characteristics of PEALD HZO thin films deposited at various sub-
strate temperatures were evaluated. Figure 6a shows the PE hysteresis curves measured
after 10° cycles for each sample in which wake-up had occurred and the value of coercive
field (2E.) was stabilized. Figure 6b shows the dynamic polarization switching current with
respect to the electric field. The value of remanent polarization 2P, measured based on each
P-E hysteresis curve increased significantly from 12 pC/cm? to 38.2 pC/cm? as the deposi-
tion temperature increased from 100 °C to 180 °C. Further, as the strength of the coercive
field (2E.) increased from 1 MV /cm to 1.97 MV /cm, the total area of the hysteresis curve
increased significantly. Thereafter, as the deposition temperature increased to 280 °C, both
the 2P; and 2E. values decreased, and this trend was consistent with the X-ray intensity of
the o-phase and the density of the thin film. The maximum remanent polarization value
of 38.2 uC/cm? of the sample obtained at the deposition temperature of 180 °C is higher
than the values reported in previous papers [14,16,19]. In Figure 6b, the maximum polar-
ization current is observed near the coercive field. In the sample obtained at a deposition
temperature of 180 °C, a dynamic switching current density of up to 8.8 x 1073 A/cm?
was measured in an electric field of 1 MV/cm, and an almost symmetrical current pattern

11
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was also observed in negative electric fields. The trend of the polarization characteristics
according to the deposition temperature is thought to be related to an increase in defects
inside the HZO thin films deposited at low and high temperatures, as discussed above.
These defects can limit the growth of the grain size and cause pinning of the switching of
the ferroelectric domain under the external electric field [37-40].
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Figure 6. (a) P—E hysteresis curve and (b) polarization switching current curve with respect to
electric field of HZO thin films deposited at various substrate temperatures.

Figure 7 shows the results of analyzing the electrical properties of the HZO thin films
deposited at 180 °C with post-annealing at various temperatures. The best 2P, value and
the largest dynamic switching current density were obtained at an annealing temperature
of 600 °C. The HZO thin film annealed at 500 °C showed a 2P; value of 21.6 uC/cm? and a
dynamic switching current density of up to 3.85 x 1073 A/cm?, showing inferior charac-
teristics compared to those of the samples annealed at 600 °C or higher. In addition, the
P-E hysteresis curve and polarization switching current curve show asymmetry according
to the sign, which indicates that a built-in potential is formed inside the thin film. From
this, it can be inferred that at a low post-annealing temperature of 500°C, the distribution
of defects inside the film was not symmetrical or that the phase change to the o-phase was
not fully completed inside the thin film [41,42].
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Figure 7. (a) P—E hysteresis curve and (b) polarization switching current curve with respect to
electric field of HZO thin films deposited at substrate temperature of 180 °C with different post-
annealing temperatures.

Figure 8 compares the results of fatigue endurance evaluation of the HZO thin films
according to the above-mentioned (a) deposition temperature and (b) post-annealing
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temperature. In Figure 8a, the HZO thin films deposited at 180 °C and 230 °C showed the
highest level of endurance of 1.6 x 107 cycles. The cases of deposition at the lowest
temperature of 100 °C and the highest temperature of 280 °C showed relatively low
endurances of 2.5 x 10° cycles and 1.6 x 10° cycles, respectively. In addition, in the
case of these two samples, a wake-up phenomenon, in which the 2P, value increased
with the number of cycles, was clearly exhibited. Fatigue endurance is caused by the
accumulation of impurities and oxygen vacancies inside the thin film at the electrode
interface or crystal defects, and it is reported that the wake-up effect occurs in the process of
redistribution of oxygen vacancies according to the application of an electric field [43,44]. It
is inferred that samples with low density in the previous experiment contain many defects,
resulting in low fatigue endurance or a marked wake-up effect. Figure 8b shows the results
according to the annealing temperature, and it can be observed that the endurance of the
thin film annealed at 600 °C is the highest. In addition, as the annealing temperature
increases, the wake-up effect is improved; notably, the sample annealed at 700 °C shows
the best improvement of the wake-up effect. However, the sample annealed at 700 °C
showed the lowest fatigue endurance (1.6 x 10° cycles), which is attributed to diffusion at
the electrode interface [45,46].
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Figure 8. (a) Comparison of fatigue endurance of HZO films fabricated at different deposition
temperatures after 600 °C annealing and (b) comparison of fatigue endurance of HZO films, deposited
at a substrate temperature of 180 °C, with respect to annealing temperature.
The preparation methods and electrical properties of HZO films are summarized in
Table 3 to compare our work with previous studies. The HZO thin film prepared at opti-
mized PEALD conditions in this study showed relatively good remanent polarization and
fatigue endurance performances despite being under the lowest deposition temperature.
Table 3. Summary and comparison of the preparation methods and electrical properties of HZO films.
Growth Deposition Annealing 2Pr Fatigue Endurance
Ref. Method Electrode Temperature Temperature (uC/cm?) (Number of Cycles)
Our work PEALD TiN 180 °C 600 °C 38.2 1.6 x 107
[19] PEALD TiN 250 °C 450 °C 35 1.6 x 10°
[10] THALD TiN 280 °C 600 °C 29 -
[11] THALD Ru 280 °C 500 °C 36 1.2 x 10"
[12] THALD TiN 250 °C 400 °C 48 -
[13] THALD Y 250 °C 720 °C 42 1 x 10*

In the case of the thin film deposited at the substrate temperature of 280 °C in the
previous experiment, the presence of secondary phases such as the m-phase was confirmed.
Therefore, it can be inferred that for increasing the ratio of the o-phase in HZO thin
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films, low-temperature deposition is advantageous. However, the density was greatly
reduced in the thin films deposited at low temperatures. Therefore, this study investigated
process improvement methods that can increase the density of thin films deposited at low
temperatures. Four types of process improvement experiments (A to D) were performed
for deposition at a substrate temperature of 100 °C, followed by RTA at 600 °C, and each
process is outlined as follows. Process A is the process of improving 6, the fraction of
the surface covered by the absorbate, by using the discrete feeding method (DFM). In the
DFM, a purge step was included in the source injection step to refine the process, thereby
removing the impurities and byproducts in the precursor injection step. This increased
the initial chemisorption efficiency and fraction of the surface covered by the absorbate.
In this experiment, the purge step was executed twice in the middle of the process. In
process B, the plasma discharge time and oxygen injection time were increased by 4 s each;
thus, the discharge time in this experiment was 6 s, and the oxygen injection time was 8 s.
In process C, the total flow rate in the chamber was increased from 600 sccm to 900 sccm
while maintaining the pressure. Finally, in process D, all of the aforementioned process
improvement methods (A to C) were applied in combination.

Figure 9 shows the changes in the XRD patterns and thin film density of the HZO
thin films obtained with the various process improvement methods. In the results corre-
sponding to processes A to D, both the o-phase peak intensity and the thin film density are
significantly higher than those of the HZO thin film deposited at 100 °C without applying
the process improvement. The crystallinity and density of the thin film improved upon
applying process A. Specifically, 0, the fraction of the surface covered by the absorbate,
increased because the application of the DFM eliminated unnecessary physical adsorption,
thus stably providing the chemical adsorption sites to the precursor [25]. By applying pro-
cess B, the density was significantly improved to 9.7 g/cm?, which is thought to be due to
the reduction of oxygen vacancies based on the increase in the reaction time corresponding
to the precursor-reactant reaction [20,47]. The results of process C confirmed that both the
crystallinity and density were improved, and it is believed that the reduced boundary layer
and increased diffusion rate due to the increase in the flow rate of the precursor enhanced
the fraction of the surface covered by the absorbate of the precursor [48,49]. For process D,
the o-phase peak intensity and thin film density were lower than those of processes A and
C, which is inferred to be due to the interaction between process parameters. The results
confirmed that by applying these process improvement methods, the 6 for low-temperature
deposition can be improved, and with an increased RF power supply time to promote the
reaction with oxygen radicals, the oxygen vacancies can be reduced, resulting in properties
similar to those of thin films deposited at high temperatures.

The electrical properties of the low-temperature-deposited HZO thin films obtained
with different process improvement methods were measured. Figure 10a shows the P-E
hysteresis curves, and the HZO thin film obtained with process C showed the highest 2P,
value, 18.6 uC/ cm?. Although this value was higher than the 2P, value of 12 pC/ cm?
of the thin film deposited at 100 °C without applying any process improvement, it was
significantly lower than that of the thin film deposited at 180 °C. This is thought to be
because although the physical properties of the thin films obtained by applying the process
improvement methods were similar to those of the thin films deposited at 180 °C, the forma-
tion of a ferroelectric domain inside the thin films was hindered, and further investigation
is needed to identify the cause. As shown by the fatigue endurance measurement results
in Figure 10b, dielectric breakdown occurred at 107 cycles or more, indicating that the
service life was greatly improved through the process improvement. In particular, when
process B was applied, the highest endurance of 2.5 x 107 cycles was measured, which was
superior to that of the thin film deposited at 180 °C. This increase in endurance is thought
to be because the oxygen vacancies inside the thin film, which cause fatigue, were greatly
reduced by the effects of the applied process improvement.
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Figure 9. (a) XRD patterns and (b) thin film density according to the process improvement method
of low-temperature-deposited HZO thin films; A: use of discrete feeding method, B: increase in RF
plasma time, C: increase in gas flow, D: combined application of A, B, and C.
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Figure 10. (a) P—E hysteresis curves and (b) fatigue endurance characteristics according to the
process improvement method of low-temperature-deposited HZO thin films; A: use of discrete
feeding method, B: increase in RF plasma time, C: increase in gas flow, D: combined application of
A,B,and C.

4. Conclusions

In this study, the characteristics and electrical properties of ferroelectric HZO thin
films obtained by PEALD were evaluated according to the deposition temperature and
annealing temperature. Further, we developed and applied various processes to improve
these characteristics and electrical properties. First, since the growth per cycle (GPC)
according to the deposition temperature of HfO, and ZrO, was constant, it was possible to
deposit HZO thin films with similar deposition rates at all temperatures. The thickness of
the deposited HZO thin films, o-phase crystalline structure, and elemental composition
profiles were examined through cross-sectional TEM images and EDS analysis. The X-ray
intensity of the o-phase of the thin film deposited at the substrate temperature of 180 °C
was the highest, and mixed secondary phases such as the m-phase were observed in the
thin film deposited at 280 °C. Density analysis of the thin films showed that the HZO thin
film deposited at 180 °C had the highest density and a decrease in density was observed in
the thin films deposited at temperatures lower and higher than 180 °C. To investigate the
density change according to annealing temperature, the thin film samples were annealed in
the temperature range of 500-700 °C, and a post-annealing temperature of 600 °C yielded
the highest thin film density. The 2P, value of the thin film fabricated with the deposition
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temperature of 180 °C and post-annealing at 600 °C was the highest, 38.2 uC/cm?, and
the fatigue endurance was also the highest under these conditions, 1.6 x 107 cycles. Three
methods were proposed to enhance the density of the low-temperature-deposited thin films.
For the low-temperature-deposited thin films with an increased RF plasma discharge time,
the enhanced maximum density and an excellent fatigue endurance of 2.5 x 107 cycles
were obtained.
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Abstract: Fe-doped 0.71Pb(Mg; /3Nby,3)03-0.29PbTiO3 (PMN-PT) thin films were grown in
Pt/Ti/SiO, /Si substrate by a chemical solution deposition method. Effects of the annealing tem-
perature and doping concentration on the crystallinity, microstructure, ferroelectric and dielectric
properties of thin film were investigated. High (111) preferred orientation and density columnar
structure were achieved in the 2% Fe-doped PMN-PT thin film annealed at 650 °C. The preferred orien-
tation was transferred to a random orientation as the doping concentration increased. A 2% Fe-doped
PMN-PT thin film showed the effectively reduced leakage current density, which was due to the fact
that the oxygen vacancies were effectively restricted and a transition of Ti** to Ti>* was prevented.
The optimal ferroelectric properties of 2% Fe-doped PMN-PT thin film annealed at 650 °C were
identified with slim polarization-applied field loops, high saturation polarization (Ps = 78.8 uC/ cm?),
remanent polarization (Py = 23.1 uC/cm?) and low coercive voltage (Ec = 100 kV/cm). Moreover, the
2% Fe-doped PMN-PT thin film annealed at 650 °C showed an excellent dielectric performance with
a high dielectric constant (e; ~1300 at 1 kHz).

Keywords: PMN-PT thin films; preferred orientation; ferroelectric property; dielectric property

1. Introduction

Lead-based materials have been researched for a series of device applications, such as
actuators, non-volatile memories, transducers and sensors [1-4]. The Pb(Mg; ;3Nb;,3)O3-
PbTiO3 (PMN-PT), as relaxor ferroelectrics, with outstanding dielectric, ferroelectric and
piezoelectric properties, has been widely investigated in terms of bulk ceramics and sin-
gle crystals [5-8]. However, the single crystals and ceramics have been unable to meet
the requirements of integrated and miniaturized devices with the development of micro-
electromechanical systems (MEMS) in recent years. Advances have been made in synthesis
and modification of the PMN-PT thin films because of unique advantages, such as low syn-
thesis temperature, small size, easy integration [9,10]. However, it is still a big challenging
to prepare PMN-PT thin films with single phase, crack-free and dense microstructure. In
addition, the performances of thin films are far weaker than the bulk materials because of
the thickness effect of film and the clamping effect of the substrates.

In order to improve the quality of crystallization and enhance electrical properties
of PMN-PT thin film, researchers have done a great deal of works on topics including
site engineering, regulating of annealing process and so on. For example, rare earth
element doping can effectively enhance electrical properties of PMN-PT thin films [11];
Gabor et al. have reported the process window can be expanded in order to obtain pure
phase PMN-PT thin film with the help of LaNiOj3 layer [12]; Keech et al. prepared (001)-
orientation PMN-PT films with a PbO buffer to account for Pb loss [13]; Shen et al. found
the additive methanamide can enhance electrical properties of PMN-PT thin films with
reduced residual stress of the film and dense microstructure [14]. Deposition methods of
various kinds have been reported to synthesize PMN-PT thin films, including pulsed laser
deposition, magnetron sputtering, metalorganic chemical vapor deposition and chemical
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solution deposition (CSD) [15-18]. CSD is believed to be a further industrial method with
easy composition control of precursor solutions, excellent reproducible, low synthesis
temperature and low cost. For the CSD route, it is critical to control crystallization through
regulating annealing process parameters because annealing treatment is necessary to
crystallize the amorphous films. Due to the electrical properties of PMN-PT thin films being
strongly dependent on their grain orientation, the realization of preferential orientation is
also expected to improve the electrical properties of ferroelectric thin films. Therefore, the
synthesis of an ideal PMN-PT thin film should include two aspects: appropriate annealing
parameters and the preferential orientation resultant thin film.

In this research, 0.71Pb(Mg; /3Nb;,3)03-0.29PbTiOj3 thin films, with different doping
concentrations of the Fe element used as acceptor doping, were prepared on Pt(111)/Ti/SiO, /Si
substrate by the CSD method. The effects of annealing temperature and doping concentra-
tion on the phase, microstructure, dielectric and ferroelectric properties of PMN-PT thin
films were systematically researched. The highly (111) preferred orientation and dense mi-
crostructure were achieved in the 2% Fe-doped PMN-PT thin film annealed at 650 °C, which
lead to the enhanced ferroelectric with high saturation polarization (Ps = 78.8 nC/cm?)
and remanent polarization (P; = 23.1 uC/ cm?) as well as dielectric with a high dielectric
constant (e,~1300 at 1 kHz).

2. Materials and Methods

The precursor solutions of 0.71Pb(Mg1 /3Nb;,3)O3-(0.29-x%)PbTiO3-x%PbFeO3 (PMN-
PT-xFe, x = 0, 2, 4, 8) thin films were prepared by the CSD method. Trihydrated lead
acetate, magnesium ethoxide, niobium ethoxide, titanium iso-propoxide and iron nitrate
were used as the raw materials. The solvent was 2-methoxyethanol and acetic acid; about
5 mol% excess of lead was added to compensate the volatilization during heat treatment.
The solution was stirred using a magnetic stirrer for 12 h, and further aged for 24 h
to promote the uniformity of solution. The concentration of precursor solutions was
adjusted to be 0.2 M; the precursor was spin-coated on Pt(111)/Ti/SiO,/Si substrate
at 3000 rpm for 30 s. The obtained film was heated at 350 °C for 2 min for solvents
volatilizing and amorphous films formation, and subsequently annealed at the specified
annealing temperature (600~700 °C) for 5 min in air atmosphere for film densification and
crystallization in a programmed rapid thermal annealing furnace. The desirable thickness
was achieved by a 12 time layer-by-layer spin-coating and annealing processes with one
layer thickness of about 25 nm.

Crystalline phases were identified by X-ray diffraction (XRD) measurement using
Bruker D8 Advanced XRD (Berlin, Germany). The microstructures of thin films were
recorded using a field emission scanning electron microscopy (SEM) and atomic force
microscope (AFM, MFP-3D Origin+, Concord. MA, USA). The ferroelectric tester (TF
Analyzer 3000, Aachen, Germany) was used for polarization-electric field (P-E) hysteresis
loops and leakage current density of thin films. The relative permittivity (¢;) and dielectric
loss (tand) were measured using an impedance analyzer (Agilent 4294A, Santa Clara,
CA, USA).

3. Results and Discussion

Figure 1a shows the XRD patterns of PMN-PT-2Fe thin films annealed at different
temperatures. It can be seen that the PMIN-PT perovskite phase coexists with a pyrochlore
phase (peak at 20 = 29.3°) in thin films treated over the entire temperature range. The
larger fraction of pyrochlore phase is attributed to the lead remaining due to the inadequate
annealing. The decrease of concentration for pyrochlore phase from 4.2% for 600 °C
to 1.4% for 700 °C indicates the phase transition from pyrochlore to perovskite phase.
Moreover, the pyrochlore phase almost disappeared which is due to fuller annealing when
the annealing temperature reached 700 °C. In addition, it is worth noting that the preferred
orientation of thin films also depends on the annealing temperature; the degree of preferred

20
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orientation is defined by the preferential orientation parameter ayy calculated with the
following equation:
I

fnk = 3o 0]
where, I,y is the peak intensity of (hkl) orientation peak of thin film. The a1 of PMN-
PT-2Fe thin films with the annealing temperature of 600, 650 and 700 °C were 76%, 90%
and 74%, respectively. The highly (111) preferred orientation will lead to the excellent
electrical performances of PMN-PT thin films [19]. The crystallization of PMN-PT-xFe
thin films as a function of doping concentration of Fe element is shown in Figure 1b. The
obviously enhanced intensity of peak indicates that the introduction of Fe ion promotes
the crystallization of thin film. The preferred orientation transition from (111) to (110) was
observed when the doping concentration of Fe ion increased from 2% to 8%. The degree
of (110) preferential orientation of PMN-PT-8Fe was up to 49%. The preferred orientation
of ferroelectric thin films is subject to three factors: (i) template layer [20], (ii) formation
of intermetallic phase during film crystallization [21], (iii) crystallization kinetic [22]. The
(111) preferred orientation of the PMN-PT and PMN-PT-2Fe thin films is attributed to
the template effect of the Pt(111) substrate [23]. However, continuing to increase the
doping concentration will impact the preheat decomposition of the sol, which will change
the crystal orientation [24]. When the doping concentration is up to 4%, the preferred
orientation transfer from (111) to (110), indicating that effect on the preheat decomposition
surpasses the template effect.

@ JL—’—JJU \ 700°C

3

= 650°C

iy

2

2

= 600°C

g =
L s
20 60
20 (degree)

(b) PMN-PT-8Fe
- PMN-PT-4Fe
3
=
& . r
E PMN-PT-2Fe
N
E

= PMN-PT
S\ & =
-5 o —
) = , )
20 30 40 50 60

20 (degree)

Figure 1. (a) XRD patterns of PMN-PT-2Fe thin films annealed at different temperatures, (b) XRD
patterns of PMN-PT-xFe thin films annealed at 650 °C with different doping concentrations of Fe
element. Note that the peaks at 21.95°, 44.98°, 38.65°, 55.81° correspond the (100), (200), (111) and
(211) diffraction peaks of PMN-PT thin films, respectively. The 29.39° peak corresponds to the
diffraction peak of pyrochlore structure.
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Figure 2 shows the microstructures of PMN-PT-2Fe thin films annealed at different
temperatures; the surface of the film, annealed at 600 °C, showed an abundance of very
small features, which is due to the incomplete growth of the grain. It is clear to observe
that the grains grew as the annealing temperature increased, and that the film annealed
at 700 °C had the largest grains, at 100-250 nm. The uniform, dense grains, as well as
the crack-free thin film were achieved at an annealing temperature of 650 °C, which is
beneficial for improving electrical properties. However, the obvious cracks appeared in the
film annealed at 600 and 700 °C, which leads to a deterioration in performance. As shown
in cross-sectional SEM images, all films are composed of relatively dense microstructures.
The PMN-PT-2Fe thin film annealed at 600 °C displays a layered structure. The typical
columnar structure can be observed in the film annealed at 650 °C, which corresponds
to the preferred orientation growth, as shown in XRD patterns in Figure 1a. However,
the continuous increase of annealing temperature does not lead to further optimization
of the column structure, accompanied by the appearance of voids. The thickness of all
thin films is about 290 nm. The AFM images of PMN-PT-2Fe thin films annealed at
different temperatures in the scanning area of 10 um x 10 pm were shown in Figure 2g—i,
representing the root square roughness is 4.914 nm, 3.061 nm, 8.089 nm for 600, 650 and
700 °C, respectively.

500 nm

Figure 2. Microstructures of PMIN-PT-2Fe thin films annealed at different temperatures. (a,d,g) 600 °C;
(b,e,h) 650 °C; (cf,i) 700 °C. Note the cracks are observed in (a,c) and the uniform, dense and
crack-free structure is obtained in (b), the typical columnar structure is shown in (e).

Figure 3 shows the microstructures of PMN-PT-xFe thin films with different Fe doping
concentrations. It can be seen that the fine grain was achieved in the pure PMN-PT
thin film. The larger grains developed as the doping concentration of Fe ion increased.
However, obvious voids can be observed between layers in thin films with 4% and 8% Fe
doping, although the columnar structure still exists, which is consistent with the weakening
of preferred orientation, as shown in Figure 1b. Figure 3i-1 shows the AFM images of
PMN-PT-xFe thin films with different Fe doping concentrations, representing the root
square roughness as 3.776 nm, 3.061 nm, 3.999 nm, 4.077 nm for 0, 2, 4 and 8% doping
concentrations, respectively.
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Figure 3. Microstructures of PMN-PT-xFe thin films with different doping concentration of Fe
element. (aei) x =0; (b,fj) x = 2; (¢,g k) x = 4; (d,h,1) x = 8. Note that the fine grains are obtained
in (a), the cracks are observed in (¢,d) and the uniform, dense and crack-free structure is obtained
in (b), the layered structure is shown in (e), the typical columnar structure is shown in (f,g h).

Figure 4a shows the leakage current density—voltage (J-V) curves of PMN-PT-2Fe thin
films as a function of annealing temperature from 600 to 700 °C. It can be seen that the
curves of all thin films exhibit asymmetry between positive and negative applied voltage,
which might be attributed to the different interface states between top Au/PMN-PT-2Fe
thin film and bottom Pt/PMN-PT-2Fe thin film. The leakage current density exhibits steep
increasing tendency in the low voltage, which suggests that the dominant conduction
mechanism is Ohmic. In the high voltage scale, the leakage current densities increase
slightly, which is attributed to the contribution of space charge limited current conduction
mechanism. A sudden increase in leakage current for PMN-PT-2Fe thin film annealed
at 700 °C was attributed to the abnormal big grain. The shortened grain boundaries
accompanied by the big grain provided shorter leakage current path [25].
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Figure 4. (a) Leakage current density of PMN-PT-2Fe thin films annealed at varied temperatures,
(b) Leakage current density of PMN-PT-xFe thin films with different doping concentrations of
Fe element.

The effect of doping concentration on the leakage current density of PMN-PT-xFe thin
films was measured, as shown in Figure 4b. It can be seen that the pure PMN-PT thin
film exhibits the highest leakage current density. The effective decrease leakage current
can be obtained in 2% Fe-doped thin film. The leakage current of PMN-PT-based thin
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films is mainly originated from the following two aspects: (1) oxygen vacancies (V33)
due to the volatilization of PbO; (2) the transition of Ti** to Ti**. The mobile V5s- can
be effectively restricted through the formation of 2(Frz3ﬂ+4 . )/-V(;;, [26]. In addition, the
introduction of low-valance Fe, as acceptor dopants, will prevent the transition of Ti** to
Tid+ [27]. Among all the films, the PMN-PT-2Fe thin film exhibits the lowest leakage current
density of ~1073A cm~2 in high voltage, which is more than three orders of magnitude
lower than that of the pure PMN-PT thin film. However, continuing to raise the Fe element
does not lead to a further decrease of the leakage current. This could be due to the fact that
(Fe3T;T4 n ), has exceeded the required amount to restrict V33 . Excess (FE;?; +)/ gathered at
the grain boundary will act as leakage for the current path, which then deteriorates the
leakage characteristic.

Figure 5 displays the P-E hysteresis loops of PMN-PT-2Fe thin films annealed at
various temperatures, from 600 to 700 °C. The P-E hysteresis loops of PMN-PT-2Fe thin
films were not well developed at a relatively low temperature (600 °C) because a large
amount of non-ferroelectric pyrochlore phase existed in the thin film. With the increasing
annealing temperature, the ferroelectric hysteresis loops become slim without leakage
characteristics; indeed, the best ferroelectric properties were observed in the PMN-PT-2Fe
thin film annealed at 650 °C. High annealing temperature improves the crystallization
and reduces pyrochlore phase content. However, the hysteresis loops turn bad again at
an annealing temperature of 700 °C, which is due to the more defects induced by the over
volatilization with high annealing temperature. Figure 5d shows the P-E hysteresis loops
of PMN-PT-2Fe thin films at those breakdown strengths. The sharp drop in breakdown
strength for PMN-PT-2Fe thin film annealed at 700 °C is due to the significant increase of
leakage current. In addition, compared with one annealed at 650 °C, the PMN-PT-2Fe thin
film annealed at 700 °C displays a larger coercive electrical field, which is due to the amount
of 2(F133T;[1 +)’-V(;;,. The internal fields were created with the dipoles of 2(Pe3T;§ +)/—V(;;,,
which stabilizes the domain configuration.
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Figure 5. P-E hysteresis loops of PMN-PT-2Fe thin films annealed at various temperatures (a) 600 °C,
(b) 650 °C, (c) 700 °C, (d) P-E hysteresis loops at breakdown strength.

Figure 6 shows the P-E hysteresis loops of PMN-PT-xFe thin films with different Fe
doping concentrations. It can be seen that all the doped thin films exhibit improved P-E
loops compared with pure PMN-PT thin film with a round shaped P-E loop [28]. The
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PMN-PT-2Fe thin film exhibited the so-called slim loops as a feature typical for the relaxor
ferroelectrics, which is due to obviously reduced leakage current density. However, this
feature disappeared as the doping concentration continuously increased, owing to the

gy ), gathered at the grain boundary, which lead to the deterioration of leakage
characteristics. The optimal ferroelectric properties were exhibited in the PMN-PT-2Fe
thin film with high saturation polarization (Ps = 78.8 uC/ cm?), remanent polarization
(Pr =23.1 uC/cm?) and low coercive voltage (Ec = 100 kV/cm). At the same time, the
asymmetry of hysteresis loops of the sample increases as the doping concentration increases.
The increasing asymmetry is attributed to two factors: (i) internal fields created by the

excess (Fe3?,

. / . . .
dipoles of 2(F e‘;’,;.g L) V55, (ii) accumulation effect of excess Fe ion.
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Figure 6. PE hysteresis loops of PMN-PT-xFe thin films with different doping concentration of Fe
element (a) x =0, (b) x =2, (c) x =4, (d) x=8.

The ferroelectric nature of PMN-PT thin films can be identified from irreversible nature
of dielectric performance versus electric field behavior. Voltage dependence of dielectric
constant (&-V) and loss tangent (tand-V) of PMN-PT thin films was measured at 100 Hz,
as shown in Figure 7. The ferroelectric properties of PMN-PT thin films were confirmed
by the butterfly-shaped curve. In order to study the nonlinear dielectric property, the
corresponding dielectric tunable performance was calculated. The dielectric tunability (T)
is defined as: T = [(¢9 — &)/&p] X 100%, where £y and &, represent the dielectric constant
values at zero and the maximum applied field, respectively. According to the &-V curves
of the PMN-PT-2Fe thin films annealed at different temperatures as shown in Figure 7a,
the calculated T values at 10 V are 52%, 73% and 70% for annealing temperature of 600, 650
and 700 °C, respectively. The increase of T with the increase of annealing temperature is
attributed to the improved crystallization and grain size of the films, which is corresponding
to the XRD and SEM images as shown in Figures 1 and 2 [29,30]. The dielectric loss (tand)
shows the same tendency as the annealing temperature increases. Figure 7b shows the &,-V
curves of PMN-PT-xFe thin films with different Fe doping concentrations. The calculated T
values at 10 V are 34%, 73%, 64% and 46% for PMN-PT-xFe thin films with Fe doping of 0,
2,4 and 8%, respectively. It can be seen that the T first increases and then decreases with
the increase in doping concentration. The decrease in T is attributed to the deterioration of
leakage characteristics. In addition, the transition of preferred orientation of PMN-PT thin
film from (111) to (110) may be another factor that causes T to change, which corresponds
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to the previous literatures [31,32]. Moreover, tand exhibits a tendency to first decrease

before increasing with the increase in doping concentration.
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Figure 7. (a) Voltage dependence of ¢; and tand for PMN-PT-2Fe thin films annealed at different temperatures, (b) Voltage
dependence of &; and tand for PMN-PT-xFe thin films with different doping concentrations of Fe element.

Frequency-dependent & and tand of PMN-PT-2Fe thin films annealed at different
temperatures and PMN-PT-xFe thin films with different doping concentrations of Fe
element were measured from 1 kHz to 1 MHz at room temperature, as shown in Figure 8.
It can be observed that the annealing temperature and doping concentration have a strong
effect on its dielectric property. For all samples, ¢; decreased gradually with the increase
in frequency, which is due to the fact that the polarization process of some frameworks
(such as space charges) cannot be achieved [33,34]. The significantly low &, of PMN-PT-2Fe
thin film annealed at 600 °C is attributed to presence of pyrochlore phase with low &,
and smaller grain size of thin film, which are also evident form XRD patterns and surface
SEM images [35]. The e, of PMN-PT-2Fe thin film increased with the increase of annealing
temperature, which is due to the decrease of pyrochlore phase and the growth of crystal
grain. However, continuing to raise the Fe element does not lead to a further increase of &;.

This could be due to the fact that (FeST*; +) has exceeded the required amount to restrict

52—+ Excess (FeT A +) gathered at the grain boundary will act as a leakage current path,
then waken &;. The PMN-PT-2Fe thin film annealed at 650 °C shown the largest &, of ~1300
which is comparable to those reported in the literature where PMN-PT thin films were
grown on different substrates [36-39]. The tand for all samples increased with increasing
frequency, which is due to the extrinsic loss and dipolar lagging phenomena [40].
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Figure 8. (a) The frequency dependence of ¢ and tand of PMN-PT-2Fe thin films annealed at different temperatures, (b) The
frequency dependence of the & and tand of PMN-PT-xFe thin films with different doping concentrations of Fe element.
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4. Conclusions

PMN-PT thin films with different Fe doping concentrations have been synthesized on
Pt/Ti/SiO, /Si substrate by the CSD technique. The crystallinity, orientation, microstruc-
ture and defect dipoles induced by ion substitution were attributed to the origin of the
enhanced electrical performances; 2% Fe-doped PMN-PT thin film annealed at 650 °C
showed the high (111) preferred orientation, and the preferred orientation transferred to
random orientation as the doping concentration increased. The dense columnar structure
was obtained in 2% Fe-doped PMN-PT thin film annealed at 650 °C. The excessive anneal-
ing temperature and excessive doping concentration will lead to appearance of cracks. In
addition, compared with the pure PMN-PT thin film, the effectively enhanced leakage
characteristic was obtained in 2% Fe-doped PMN-PT thin film, which is because of the
reduction of movable 5;, concentration and restraint from Ti** to Ti**. The enhanced
ferroelectric (Ps = 78.8 pC/cm?, Py = 23.1 uC/cm?, Ec = 100 kV/cm) and dielectric proper-
ties (e ~1300 at 1kHz) have been obtained in 2% Fe-doped PMN-PT thin film annealed
at 650 °C. These results provide the important guiding significance for controlling the
grain orientation in preparation of ferroelectric thin films and enhancing the electrical
performances of ferroelectric thin films.
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Abstract: Bij —xSmyFep 9gMng 203 (x =0, 0.02, 0.04, 0.06; named BSFMXx) (BSFM) films were prepared
by the sol-gel method on indium tin oxide (ITO)/glass substrate. The effects of different Sm content
on the crystal structure, phase composition, oxygen vacancy content, ferroelectric property, dielectric
property, leakage property, leakage mechanism, and aging property of the BSFM films were system-
atically analyzed. X-ray diffraction (XRD) and Raman spectral analyses revealed that the sample
had both R3c and Pnma phases. Through additional XRD fitting of the films, the content of the two
phases of the sample was analyzed in detail, and it was found that the Pnma phase in the BSEMx = 0
film had the lowest abundance. X-ray photoelectron spectroscopy (XPS) analysis showed that the
BSFMx = 0.04 film had the lowest oxygen vacancy content, which was conducive to a decrease in
leakage current density and an improvement in dielectric properties. The diffraction peak of (110)
exhibited the maximum intensity when the doping amount was 4 mol%, and the minimum leakage
current density and a large remanent polarization intensity were also observed at room temperature
(2Pr = 91.859 uC/cm?). By doping Sm at an appropriate amount, the leakage property of the BSFM
films was reduced, the dielectric property was improved, and the aging process was delayed. The
performance changes in the BSFM films were further explained from different perspectives, such as
phase composition and oxygen vacancy content.

Keywords: BSFM; phase transition; aging; electrical properties

1. Introduction

Only a small fraction of all magnetically polarized and electrically polarized materials
are ferromagnetic or ferroelectric, and even fewer, namely multiferroic materials, have both
properties [1,2]. In addition, the coupling between different properties of multiferroic mate-
rials will produce new properties, such as magnetoelectric effects. These materials have
great development potential in the miniaturization and multi-functionalization of devices,
as well as in a wide range of applications in the fields of magnetoelectric memory [3,4],
sensors [5], and drivers [6]. Multiferroic materials are some of the most valuable multi-
functional materials, and they have good application prospects in the field of multiferroic
devices.

Multiferroic materials include single-phase materials and composite materials. How-
ever, few single-phase multiferroic materials have been discovered at present, and their
Curie temperatures are usually low. Owing to its high Curie temperature (Tc = 1103 K) and
Neal temperature (Ty = 647 K), single-phase BiFeO3 (BFO) exhibits ferroelectric and G-type
antiferromagnetism at room temperature [7,8]. Thus, it has attracted extensive attention
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from materials scholars and has become a hot topic for in-depth exploration of multiferroic
materials [9-12].

In BFO, Bi ions are volatile at high temperature. To balance the charge, the valence of
Fe ions may change from +3 to +2 [13]:

Bij; + %02 © BiO; T +Vi +3h°, 1)
(1] 1
2Fe’ + Of & 2(Felh, )/ + V8 + 502 )

As a result, a large number of oxygen vacancies or other defects often exist in the pre-
pared BiFeO3 samples, which increases the leakage current density of BiFeO3; materials and
adversely affects its performance [14]. There are many ways to improve the properties of
BiFeO3 materials, including element doping, solid solution, formation of a heterostructure,
and control of film orientation [15-18]. Among them, many researchers adopt the element
doping method to improve the performance of BiFeO3 materials [19-22]. Yun et al. pre-
pared single-phase multiferroic BiFeO3 and Ho-doped BiFeOj films [23]. The ferroelectric
property was enhanced, and the leakage current decreased significantly. The ferroelectric
property reached 20.69 pC/cm? and the leakage current density was 2.89 x 10~ A/cm?,
and these effects were attributed to the transformation from a rhombohedral structure to
a coexisting cubic and orthosymmetric structure after Ho doping. Moreover, the fatigue
properties of the films doped with Ho also improved, as evidenced by a 0.4% reduction
in the value of the switchable polarization. Liu et al. grew a Bi; —xEuyFeO3; (BEFOx, x =0,
0.03, 0.05, 0.07, 0.1) thin film on LaNiOs-coated Si substrate by the pulse laser deposition
method. As the doping amount increased, the position of the A;-1 mode of the films
shifted to a higher wave number in the Raman spectrum [24]. With the increase in Eu, the
refractive index of the film increased, and the extinction coefficient and band gap width
decreased. Yang et al. prepared a BiFe; _xZnO3 (BFZO) film (x = 0%, 1%, 2%, 3%) and
found that when x = 2%, the film reached the maximum remanent polarization intensity
and the minimum correction field [25]. At the same time, under a low electric field, Zn
doping can significantly reduce the leakage current of BFO films. In addition, the leakage
mechanism changes from Ohmic conduction under a low electric field to F-N tunneling
under a high electric field. Zhang et al. prepared high-quality BiFe; _»,Zn,TixO3 (BFZTO,
x=0,0.01,0.02, 0.03, 0.04, and 0.05) films [26]. The authors found that the BEZTO film with
x = 0.02 had uniform fine grains and high density, which can inhibit the transformation
of Fe?* to Fe?* and, thus, greatly reduce the oxygen vacancy concentration. This film
had the lowest leakage current density and the highest remanent polarization intensity.
By comparing P-E hysteresis loops in different areas of BiFeq gsZn 02Tio 02O3 thin films,
the films have high uniformity and stable properties. Concurrently, Zn and Ti co-doping
also increased the dielectric permittivity from 24.9 to 35.3 and remnant magnetization
from 0.05 to 0.80 emu/cm?® of BFZTO films. Liu et al. prepared Bij gErg 1Fe; xMnyO3
(BEFM,O, x = 0.00-0.03) thin films by the sol-gel method [27]. By co-doping Er and Mn,
the coexistence of two phases (space groups are R3c:H and R3m:R) and the reduction of
oxygen vacancy and Fe?* concentration in BEFM,O were realized. Among all the samples,
the BEFM( 2O film had the lowest oxygen vacancy concentration, the maximum remanent
polarization value, and the maximum switching current. It also exhibited excellent ferro-
electric stability, which means its low concentration of oxygen vacancies had less influence
on the ferroelectric domains.

Kan et al. found that doping with Sm affected the phase structure of BFO sam-
ples [28,29]. Xue et al. prepared BFO films with different Sm content by the sol-gel method
and found that the rhombohedral phase to pseudo-tetragonal phase transition occurs grad-
ually with the increase in Sm [30]. Although there are many studies on the influence of
element doping on BiFeOs properties, there are few on the influence of Sm doping on the
content change in the BiFeOj3 thin film phase structure and thus on ferroelectric properties.
In addition, the literature review revealed that for Sm doping, when the doping content is
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less than 10 mol%, BFO has better properties than heavily doped [31,32]. It is necessary
to further adjust the doping content. In this experiment, the doping amounts of Sm were
2 mol%, 4 mol%, and 6 mol%, in order to understand the influence of Sm doping on BSFM
films. The performance changes were analyzed in detail from the aspects of oxygen vacancy
content, grain size, relative content of the R3c phase and the Pnma phase. Additionally, the
effects of different Sm content on the ferroelectric, dielectric, leakage, and aging properties
of the thin film samples were systematically studied.

2. Materials and Methods

Bi;_«Sm,Feg 9gMng 0203 thin films (x = 0, 0.02, 0.04, 0.06) were prepared by the sol-gel
method on ITO/glass substrate. Fe(NO3)3.9H,O (purity of 98.5%), Bi(NOj3)3-5H,0 (purity
of 98.5%), Sm(NO3)3-6H,O (purity of 98.5%), and MnC4HgO4-4H,O (purity of 98.5%) were
taken as solutes, according to stoichiometric ratio. Bi excess of 5% compensated for bismuth
volatilization during high-temperature annealing. The solutes were successively added
to a solvent mixture of CH3COOH and C,HO, with a volume ratio of 3:1, and stirred
at room temperature at a uniform speed until completely dissolved. Then, CsHgO, was
added to the solution as a chelating agent and stirred at room temperature for 12 h at a
constant speed to obtain a red-brown and transparent precursor solution. Finally, the stable
precursor solution of 0.3 mol/L was obtained by allowing the precursor solution to rest for
24 h. Then, the BSEM precursor solution was rotated onto ITO/glass substrate, and the film
was coated at 3500 r/min. The wet film was dried on an electric heating plate at 250 °C
to remove excess organic solvents and water. It was then placed in an annealing furnace
and annealed at 550 °C. The coating was repeated, and the film was dried and annealed
10 times to obtain the desired samples.

Before testing the electrical properties of the sample, Au was sputtered on the surface
of the sample to achieve the effect of conduction. We used a small-ion sputtering instru-
ment (JS-1600, Beijing Hetong Venture Technology Co., Ltd., Beijing, China) to complete
this process. The samples were characterized by an X-ray diffractometer (D8-Advance,
Drudy, Germany) recorded in the 2-theta range of 20-60° with a step of 0.02°, and by a
microconfocal Raman spectrometer (HR800, LabRAM, Horiba Co., Palaiseau, France) to
measure in the shift range of 50-650 cm~!. The Fe and O elements in the samples were
analyzed by a Wscabb X-ray photoelectron spectrometer. A dielectric tester (TH2828, Xin-
tonghui Electronics Co., Ltd., Suzhou, China) was used to test the dielectric properties of
the samples in the range of 1 kHz-1 MHz with an oscillation voltage of 1 V. The ferroelectric
properties at 1 kHz and leakage properties of the samples were measured via a multiferroic
tester (Radiant Co., Albuquerque, NM, USA).

3. Results and Discussion

Figure 1a shows the XRD patterns of Bij_SmyFe9gMng O3 (x = 0, 0.02, 0.04, 0.06)
films deposited on ITO/glass substrate. Figure 1b,c show the local magnified diffraction
peaks of the (110) and (202) crystal planes, respectively. From the XRD pattern, the gener-
ated sample had a polycrystalline perovskite structure, and the films had good crystallinity,
which matches well with the JCPDS (No. 86-1518) PDF standard card. However, the
peak-splitting phenomenon of the rhombohedral structure was not observed in the BESM
thin films. At 26 = 32°, the BSFM thin film samples do not show (110)/(104) peak splitting,
but preferentially grow along (110). This may be due to the structural phase transition
in the BSFM films. Figure 1b,c show that with the increase in Sm doping amount, the
diffraction peak of (110) and the diffraction peak of (202) gradually shift to a large angle,
which may be because the radii of doped Sm** (0.96 A) and Mn?* (0.67A) are smaller than
that of Bi®* (1.03 A) and Fe®* (0.64 A) [33,34]. Lattice distortion occurred during doping,
and the crystal plane spacing decreased. In addition, with the increase in Sm content, the
relative strengths I = I110) /I (g12) of BSEMx = 0.02, BSFMx = 0.04, BSFMx = 0.06 were 2.03,
3.70, 3.02, respectively. When the content was 4 mol%, the relative intensity reached the
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maximum value, and the intensity of diffraction peak (202) did not change significantly
with doping amount.
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Figure 1. (a) XRD patterns, (b) magnified patterns around 30.5-33°, and (c) magnified patterns
around 39-41° of the BSFM films with different Sm content.

The above data indicate that the crystal had structural distortion. To further study
the changes in crystal structure, Rietveld refinement was conducted on all samples, and
the results are shown in Figure 2a—-d. All samples were used for two-phase refinement
using R3¢ and Pnma cards from the International Crystallography database. The phase
content and structural parameters of the samples are shown in Table 1. According to the
experimental data, all samples have R3c and Pnma space groups. With the increase in
Sm content, the content of R3¢ phase in the samples was 70.98%, 68.39%, 69.06%, and
67.06%. The addition of Sm reduced the content of R3c phase in the BSFM films. The lone
electron pair 652 of Bi** in BiFeOjs is chemically active, and it is conducive to ferroelectric
distortion [20]. The substitution of rare earth element Sm for Bi may reduce the chemical
activity of the lone electron pair and reduce the rhombohedral distortion of the crystal. In
all Sm-doped samples, the content of the R3¢ phase in BSFMx = 0.04 was the highest, and
the content of the non-polar orthorhombic phase Pnma was the lowest [35,36].

Table 1. Rietveld refinement parameters of the BSFM films with different Sm content.

Lattice Parameter

Space Fraction

Sample R . Ry (%)

P Growp () ah) K <@ «) BE) yO) Volume
R3c 7098 559 559 1370 90 90 120 37041

BSFMx =0 Pnma 2902 560 1601 1128 90 90 90  1010.60 790

R3c 6839 558 558 1370 90 90 120 369.56
BSEMx = 0.02 Pnma 3161 562 1598 1126 90 90 90  1010.75 6.83
R3c 6906 558 558 1366 90 90 120 36867

BSFMx=004  pnma 3094 558 1606 1130 90 90 90 101296 7:40
R3c 6706 558 558 1367 90 90 120 36865
BSFMx=006  pnma 3294 556 1606 1128 90 90 90 1007.00 717

The surface differentiation features of the BSFMx (x = 0-0.06) films are shown in
Figure 3a—d. The crystal grain size of the BSFMx (x = 0-0.06) films are shown in the inset.
The figure shows that the grain distribution on the surface of the film without Sm doping is
not uniform, and that there are many voids, which may be the reason for the volatilization
of the organic solution. Furthermore, the surfaces of the Sm-doped films were uniform,
compact, and well combined with the substrate, indicating that the annealing mechanism
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was very suitable for the growth of the BSFM films on the ITO substrate. The average grain
sizes of the BSEMx (x = 0-0.06) films were 62.29, 59.53, 48.93, and 60.98 nm, indicating that
Sm doping can reduce grain size. Among them, the BSFMx = 0.04 film had the smallest
grain size, suggesting that appropriate Sm doping accelerated the nucleation rate and
decreased the grain size [37]. The cross-sectional image of the BSFMx = 0.06 film is shown
in Figure 3e. As can be seen from the figure, the film has a clear interface with the substrate,
and the cross-section thickness of the film is 585 nm.
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Figure 2. Rietveld refined XRD patterns of the BSFM films with different Sm content: (a) x = 0 mol%;
(b) x =2 mol%; (c) x =4 mol%; (d) x = 6 mol%.

To further analyze the structure of Sm-doped BSFM thin films, Raman spectroscopy
was used. Figure 4a shows the Raman spectra of BSFMx (x = 0—0.06) films with different Sm
content in the wave number range of 50 cm~!'-650 cm 1. The data for the crystal structure
of the BSFM films (Pnma+R3c) according to XRD-refined parameters and developed by
FullProf software are shown in Figure 4b,c. Figure 4d—g are the Raman spectrum fitting
diagrams of each sample. Group theory analysis shows that the vibration modes of
the BFO film with the R3c space group with a rhombohedral perovskite structure are
I'Raman,R3c = 4A1 + 9E [38]. Four A; and nine E vibration modes analyzed by group theory
were observed in the Raman spectra of the BSFM films. The Raman vibration modes
extracted from the Raman fitting are listed in Table 2. From the Raman fitting diagram,
the strength of mode A in the BSFM films significantly increased, which may be related
to the change in Bi-O bonds caused by Sm3* replacing Bi**. Owing to the Jahn-Teller
distortion effect [39], the strength of modes E-8 and E-9 improved. This is because changes
in Bi-O bonds lead to the distortion of the ferrite octahedron, which further changes the
Fe-O bond. In addition, when the Sm element was added, the A;-1 vibration mode shifted
to a higher wave number (from 141.76 cm~! to 143.31 cm™!), because the frequency of
the Raman vibration mode is related to the functions of ion mass and force [22]. Sm3*
(150.4 g) replaces Bi®* (209.0 g), which leads to a blue shift in the A;-1 mode. These results
show that Sm®* doping causes lattice distortion, which is consistent with XRD analysis. In
addition, all samples had vibration patterns near 200, 300, 400, 490, and 620 cm~1, which
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were consistent with the Raman frequencies of the Pnma structure [40]. In Figure 4c—f, the
vibration patterns are indicated by #. The results show that in addition to the R3c phase,
the Pnma phase also existed in all samples, which was consistent with the XRD refinement
results.
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Figure 3. SEM images of the surface morphological features of the BSFM films: (a) x = 0 mol%;
(b) x=2mol%; (c) x = 4 mol%; (d) x = 6 mol%, and (e) the cross-sectional image of the
BSFMx = 0.06 film. The insets show the distribution of crystal grain size and the average grain
diameter (Daye).

According to the defect equation (Formula (2)) [13], the Fe?* content can affect the
oxygen vacancy content. Thus, the Fe2p,,3 orbit of the BSFM films with different Sm
doping amount was fitted, as shown in Figure 5a—d. The Fe2p,,3 peaks were fitted into
two peaks corresponding to Fe?* and Fe*. From further calculations, the Fe?*:Fe?* ratios
of the BSEMXx (x = 0-0.06) films were 2.33, 2.64, 2.94, and 2.77. The content of Fe2* in the
BSFMx = 0.04 film was the lowest, indicating that an appropriate amount of Sm doping can
effectively inhibit the variation of Fe element. Generally, the content of Fe?* will affect the
generation of oxygen vacancies. The lower the content of Fe?*, the fewer oxygen vacancies
will be generated, and the fewer defects will exist in the samples.
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Figure 4. (a) Raman spectra of the BSFM films with different Sm content and crystal structure of the
BSFM films: (b) Pnma; (c) R3¢, Raman fitting spectra of the BSEM films with different Sm content:
(d) x = 0 mol%; (e) x = 2 mol%; (f) x = 4 mol%; (g) x = 6 mol%. # refers to the Raman frequencies of
the Pnma structure.

To further study the oxygen vacancy content in the BSFM films, the O1s orbital of
the films was fitted, as shown in Figure 6a-d. In the figure, Ols is fitted into two peaks,
which are lattice oxygen with binding energy of 529 eV (from metal) and oxygen vacancy
of 531 eV (from defect) [41,42]. To calculate the oxygen vacancy ratio of the thin films, the
two peaks were integrated to calculate the area, and the oxygen vacancy ratios of the four
groups of samples were 0.24, 0.16, 0.14, and 0.15. According to the calculation results, the
oxygen vacancy content and the Fe2ps , orbital Fe?* content of the BSFMx = 0.04 film were
the lowest. This further confirms the view that inhibiting the transformation of Fe3* to Fe?*
reduces the oxygen vacancy content of the sample.
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Table 2. The Raman modes of the BSFM films with different Sm content.

Raman Modes (cm~1) BSFMx =0 BSFMXx = 0.02 BSFMXx = 0.04 BSFMXx = 0.06
E 76.67 76.99 77.392 78.053
E 112.61 112.45 112.03 112.80
Aqg-1 141.76 141.88 142.64 143.31
A2 171.43 171.05 172.11 172.89
pnma 200.74 201.38 203.34 205.78
Aq-3 226.61 22747 230.80 234.49
E 251.23 253.53 259.69 264.92
E 273.72 275.8 286.47 —
pnma 298.05 299.78 313.95 294.87
E 348.13 353.32 343.83 —
E 372.68 380.91 374.02 361.13
pnma 397.33 411.95 406.72 394.90
A4 428.90 442.21 440.26 432.93
E 459.09 469.92 470.06 465.64
pnma 484.76 496.11 497.29 495.72
E 535.62 525.24 527.48 527.32
E 600.15 587.81 593.70 595.79
pnma 624.89 616.55 622.52 621.96
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Figure 5. Fe2pj3,, orbital XPS fitting diagram of the BSFM films with different Sm content:
(a) x = 0 mol%; (b) x = 2 mol%; (c) x = 4 mol%,; (d) x = 6 mol%. The black lines refer to the original
curve, the red lines refer to the fitting curve, and the blue lines refer to the background line.

Figure 7 shows the leakage current density curve (J-E) of the BSFM film with different
Sm content. The test electric field was 350 kV/cm. The asymmetry of leakage current of
positive and negative electric fields can be attributed to the different work functions of
the upper and lower electrodes. With an increasing doping amount, the leakage current
density decreased first and then increased. Under the same electric field, when the doping
amount was 4 mol%, the leakage current density reached the minimum value. Under a
350 kV/cm electric field, the leakage current density of the BSFMx = 0.04 film reached
8.84 x 107° A/cm?. The leakage current density was about 0.5 orders of magnitude lower
than that of the pure BiFejggMng O3 film. Under normal circumstances, the leakage
current of the sample was affected by oxygen vacancy content, which is mainly related to
the high-temperature volatilization of Bi** and the variation in Fe3*. It can be seen from
XPS that the Fe?* content and the oxygen vacancy content in the BSFMx = 0.04 film was the
lowest, resulting in the minimum leakage current density. In addition, grain boundaries
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hinder electron migration and reduce leakage current density. According to the SEM
results, the BSFMx = 0.04 film has the smallest grain size, indicating that it has more grain
boundaries and greater resistance to electron migration [26,42].
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Figure 6. Ols orbital XPS fitting diagram of the BSEM films with different Sm content: (a) x = 0 mol%;
(b) x =2 mol%; (c) x = 4 mol%; (d) x = 6 mol%. The black lines refer to the original curve, the red lines
refer to the fitting curve, and the blue lines refer to the background line.
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Figure 7. Leakage current density curves of the BSFM films with different Sm content.

Figure 8a shows the hysteresis loops of the BSFM films with different Sm content
with an electric field of 1410 kV/cm and frequency of 1 kHz. The remanent polarization
intensities of BSFMx (x = 0—0.06) under the test electric field were 111.23, 83.30, 91.86,
and 73.59 uC/cm?. The coercive field Ec was 835.22, 819.28, 830.95, and 987.55 kV/cm,
respectively. When the content was less than or equal to 4 mol%, the change in the coercive
field was small. The defects inhibit ferroelectric domain flipping. In all the Sm-doped
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samples, the remanent polarization value increased first and then decreased with increasing
doping content. When the doping content was 4 mol%, the remanent polarization value
was the largest, and the ferroelectric property was the best, which was consistent with the
XRD analysis results. The possible reasons are as follows: (1) The leakage current density
of BSFMx = 0.04 has a minimum value compared with other samples. A smaller leakage
current density can improve the voltage resistance of the sample and facilitate electric
domain inversion [28]. (2) According to XPS experimental data, the BSFMx = 0.04 sample
had the lowest oxygen vacancy content, and the reduction of oxygen vacancy will improve
its ferroelectric performance. (3) Owing to its centrosymmetric characteristics, the Pnma
phase shows paramagnetic properties without ferroelectric properties, while the R3¢ phase
mainly affects the ferroelectric property of samples [43-45].
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Figure 8. (a) P—E hysteresis loops, (b) dielectric permittivity, and (c) dielectric loss of the BSFM films
with different Sm content.

Figure 8b,c show that the dielectric permittivity (¢) and dielectric loss (tand) of the
BSFM films with different Sm contents vary with test frequency at room temperature in
the range of 1 kHz-1 MHz. From the figure, the dielectric permittivity of the sample has
little dependence on frequency, indicating that the sample has high intermediate frequency
stability. The results show that the dielectric permittivity values of BSFMx (x = 0—0.06)
at 10 kHz were 62, 89, 91, and 65. At the same frequency, the dielectric losses of BSFMx
(x =0-0.06) were 0.034, 0.025, 0.026, and 0.027. In the low frequency range (<40 kHz), Sm
doping reduced the dielectric loss of the BSFM films. At the same time, Sm doping increased
the dielectric permittivity of the BSFM films, and the maximum dielectric permittivity was
obtained when the doping amount was 4 mol%. The existence of oxygen vacancies will
distort the free volume used to replace Fe3* in the Fe-O octahedron, which reduces the
dielectric polarization and leads to a smaller dielectric permittivity [46]. As a result, the
BSFMx = 0.04 film with the lowest oxygen vacancy content has the maximum dielectric
permittivity.

BSFMx = 0.04 and BSFMx = 0.06 films were selected as representatives to explain the
aging behavior of samples. Figure 9 shows the electrical hysteresis loop diagram of the
BSFM films aged at room temperature for 110 d. The remanent polarization strength (2Pr)
of the BSFMx = 0.04 and BSFMx = 0.06 films after aging treatment decreased by 24.9%
and 41.3%, respectively, while the intensity of the coercive electric field (2Ec) decreased by
0.6% and 12.2%, respectively. This indicates that the two samples have different degrees
of aging. Among them, the aging degree of the BSFMx = 0.04 film was smaller. Ren et al.
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80

proposed the symmetric short-range order principle of point defects and inferred that the
aging effect could be triggered by ion doping [47-50]. Moreover, the migration of oxygen
vacancies led to the formation of complex defect dipoles in the sample. The symmetrical
short-range order of oxygen vacancies created conditions suitable for reversible domain
switching. In addition, the internal electric field formed during the orderly arrangement of
the defective dipoles will increase the offset of the coercive field, which directly explains
the asymmetry of the coercive field strength of the sample shown in Figure 9. The domains
within ferroelectrics can be switched under an applied electric field, exhibiting macroscopic
polarization. However, when the applied electric field is removed, the domain structure
gradually shifts to a random state, resulting in the degradation of properties over time,
namely, sample aging. The movement of oxygen vacancies in the sample to the domain
walls creates pin centers that provide resistance to the movement of the domain walls and
reduce the mobility of the domain walls. This, in turn, affects the ferroelectric properties
associated with the movement of the domain walls. According to the XPS data, compared
with the BSFMx = 0.06 film, the oxygen vacancy content in the BSFMx = 0.04 film was less,
which means that the defect dipole content of the sample was smaller. Thus, the resistance
of the domain wall to movement was smaller, leading to weak aging effects and better
retention of film performance. In addition, it can be seen from SEM images that the BSFMx
= 0.04 film had a smaller grain size than the BSFMx = 0.06 film. For small-grain crystals, due
to the small difference between lattice symmetry and defect symmetry, the thermodynamic
force driving the symmetry matching between them is weak, and this hinders the kinetic
migration of oxygen vacancies and affects reversible domain switching [47,51]. Therefore,
the BSFMx = 0.04 film with small grains aged slowly.
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Figure 9. Comparison of hysteresis loops of the BSFM films with different Sm content measured after
an interval of 110 days: (a) x = 4 mol%; (b) x = 6 mol%.

4. Conclusions

In conclusion, Sm-doped BSFM films were prepared on ITO/glass substrates by
the sol-gel method. The effects of different Sm content on the leakage current density,
dielectric properties, and aging properties of the BSFM films were systematically studied.
Detailed explanations were made in terms of phase transition and oxygen vacancy. XRD
and Raman analyses show that the samples all contained R3c and Pnma phases, and the
samples with different Sm content had different phase composition. Sm doping led to
lattice structure distortion and decreases in the crystal plane spacing. XPS analysis showed
that the BSFMx = 0.04 thin film sample had the lowest oxygen vacancy content, indicating
that an appropriate amount of Sm doping can effectively inhibit the valence of the Fe
element. The decrease in oxygen vacancy increased the dielectric permittivity and the
leakage current density. The minimum leakage current density of the BSFMx = 0.04 film
sample was 8.84 x 1075 A/cm? in a 350 kV/cm electric field. The remanent polarization
intensity of the BSFMx = 0.04 film was 91.86 uC/cm?, owing to the formation of avnonpolar
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orthorhombic Pnma phase during the doping process. At the same time, the aging process
of BSFMx = 0.04 sample was slow, and the performance of the sample was better preserved.
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Abstract: CulnP2S6 (CIPS) is a novel two-dimensional (2D) van der Waals (vdW) ferroelectric layered
material with a Curie temperature of Tc~315 K, making it promising for great potential applications
in electronic and photoelectric devices. Herein, the ferroelectric and electric properties of CIPS at
different thicknesses are carefully evaluated by scanning probe microscopy techniques. Some defects
in some local regions due to Cu deficiency lead to a CulnP256-Iny /3P,Ss (CIPS-IPS) paraelectric
phase coexisting with the CIPS ferroelectric phase. An electrochemical strain microscopy (ESM)
study reveals that the relaxation times corresponding to the Cu ions and the IPS ionospheres are not
the same, with a significant difference in their response to DC voltage, related to the rectification
effect of the ferroelectric tunnel junction (FIJ). The electric properties of the FIJ indicate Cu* ion
migration and propose that the current flow and device performance are dynamically controlled by
an interfacial Schottky barrier. The addition of the ferroelectricity of CIPS opens up applications in
memories and sensors, actuators, and even spin-orbit devices based on 2D vdW heterostructures.

Keywords: two-dimensional materials; ferroelectric properties; scanning probe microscope; negative
piezoelectricity; phase segregation

1. Introduction

Two-dimensional (2D) ferroelectric materials are gaining extensive attention. It can
effectively improve device performance when applied to devices such as memory, capaci-
tors, actuators, and sensors [1-4]. Nowadays, people regard such kinds of 2D materials as
var der Waals (vdW) layered ferroelectric materials, which benefit from covalently bonded
polar or non-polar monolayers by Van der Waals forces and exhibit ferroelectric properties.
However, reports of ferroelectric 2D materials at room temperature are rare. Because of the
depolarization field with decreasing thickness, there is an enormous challenge in maintain-
ing ferroelectricity in ultrathin ferroelectric films. Ferroelectricity is remained elusive in the
2D material library [5,6] Van der Waals (vdW) layered ferroelectric materials has become a
promising research branch in condensed matter physics [7,8], among which copper indium
thiophosphate, CulnP,S (CIPS), is one of the most representative materials because of its
room temperature ferroelectricity [9]. CIPS is promised to play an important role in non-
volatile memory. A recent experiment reported that the vdW ferroelectric tunnel junction
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(FTJ) device based on CIPS achieved a high tunneling electroresistance (TER) ratio [10,11].
Quantum transport device simulations of an FI] based on CIPS and graphene demonstrate
that scaling of the ferroelectric layer thickness exponentially not only significantly builds
up the ferroelectric tunneling ON current but also reduces the read latency, in addition to
enabling the FIJs with CIPS bilayers or trilayers to read speed in nanoseconds [12]. There
are also outstanding endurance and retention characteristics for FT] devices [3].

It was reported that giant intrinsic negative longitudinal piezoelectricity was ob-
served in 2D layered CIPS. Lu You et al. [12] tested the converse piezoelectric effects of
poly(vinylidene difluoride (PVDF), CIPS, and lead zirconate titanate (PZT) using a piezo-
electric microscope and concluded that the electromechanical properties of CIPS are the
same as those of PVDF with a negative longitudinal piezoelectric effect but opposite to
those of PZT. This abnormal electromechanical phenomenon is caused by the significant
deformation sensitivity of the weak interlayer interaction and is mediated by the high
displacive instability of Cu ions. Several groups have discussed the origins of negative
piezoelectricity. Yubo Qi and Andrew M. Pappe [13] attributed the negative piezoelectricity
to the “lag of Wannier center” effect by proposing a negative clamped-ion term in the
low-dimensional layered materials. John A. Brehm et al. [14] combined first-principles
calculations with local electromechanical material characterization. They predicted and
verified the existence of a uniaxial quadruple potential well for Cu displacements achieved
by the van der Waals gap in CIPS. This led to the explanation that the negative longitudinal
piezoelectric coefficient stems from the low polarization and very high sensitivity to a
strain of the Cu atoms within the layer. Due to the negative piezoelectricity, CIPS has more
complex piezoelectric properties, which gives it potential application prospects for 2D
vdW materials with the same complex piezoelectric behavior in calculation and energy
conversion. Therefore, it is crucial to study the piezoelectric behavior of CIPS.

Recently, to achieve resistance changes by ferroelectric switching, a ferroelectric field-
effect transistor (FeFET) has been proposed, which uses ferroelectric materials instead of
the oxide layer in a FET [15-17]. The causesFeFET exhibits two resistive states due to the
hysteresis of ferroelectric switching. Furthermore, ferroelectric tunneling junctions and
ferroelectric diodes were also investigated. It is reported that the polarization-modulation
of Schottky-like barriers realizes the resistive change [18,19]. Yet, the vast majority of these
devices use conventional ferroelectric materials such as PbTiO3 and BaTiO3 [20]. Affected by
the three-dimensional nature of the ferroelectric oxide lattices, it is necessary for epitaxially
grown high-quality films to select the substrates with a small lattice mismatch [21]. This
seriously limits the possible application of materials in ferroelectric heterostructure devices.
Therefore, it may be fundamentally and practically beneficial to study weakly bonded
non-oxide ferroelectric compounds. Beyond that, the pioneering work on graphene has
attracted an intense search for other 2D materials [22,23].

In this work, the crystal structure and ferroelectricity in crystalline CIPS nanoflakes
are investigated at room temperature. Thin layer crystals in their pristine state show
ferroelectric domains that are visualized directly. Piezoresponse force microscopy (PFM)
measurements show that the polarization is stable and switchable in different layers of CIPS,
and a negative piezoelectric effect is observed. Furthermore, we observed the ion migration
phenomenon in CIPS via electrochemical strain microscopy (ESM). Finally, to obtain insight
into the nature of the TER phenomena in the CIPS—based FTJs, we investigated their
current—voltage (I-V) characteristics with a conductive probe microscope.

2. Experimental Section
2.1. Sample Preparation and Structural Characterization

All CIPS crystals were purchased from 6Carbon Technology (Shenzhen, China). The
purchased synthetic bulk crystals were mechanically exfoliated onto platinized silicon
substrates to obtain the flakes. The flake thickness was measured with a three-dimensional
(8D) laser confocal microscope (VK-X1100, KEYENCE CORPORATION., Itasca, IL, USA)
and an atomic force microscope (AFM, Cypher S, OXFORD INSTRUMENTS, Abingdon,
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Oxfordshire, UK). The microscope objective lenses used in our experiments are x5, x10,
%20, x50, x100, and the microscopic ocular is x5. The numerical aperture and working
distance of the microscope objective lens with x100 magnification are 0.3 mm and 4.7 mm,
respectively. The confocal Raman system (LabRAM HR, HORIBA Instuments(SHANGHAI)
co. LTD, Shanghai, China) with 532 nm laser excitation was used to collect Raman spectra.
The morphologies and structures of the as—prepared samples were collected by transmis-
sion electron microscopy (TEM, JEM-3200FS, JEOL (BEIJING) Co., Ltd. GUANGZHOU
BRANCH, Beijing, China).

2.2. Piezoelectric Force Microscopy (PFM) Measurements

The PFM measurements were performed on pm—sized CIPS flakes on the crystal
surface. The silver paste was used to attach the sample to the sample stage, which served
as an electric back contact. PFM image scanning measurements were performed using
a piezoelectric force microscope (PFM) with Au- and diamond-coated Si cantilever tips
(FM-LC, 100 kHz and 8 N/m), respectively. The cantilever tip acted as a local variable
electrode. The electric voltage was applied to the sample surface via the conductive PFM
tip. The sample was cleaved using Scotch tape directly before the measurements. The
topography of CIPS flakes was probed in AC mode, while the piezoelectric and ferroelectric
responses were measured using dual AC resonance tracking PEM (DART-PFM) mode. The
local piezoresponse hysteresis loops were measured 10 times at each position at multiple
different arbitrary points.

2.3. Electrochemical Strain Microscopy (ESM) Measurements

Relaxation and variable ESM measurements were performed using an atomic force
microscope. Conductive Au- and diamond-coated Si cantilever tips (FM-LC, 100 kHz, and
8 N/m) were used in all measurements.

2.4. Conductive Atomic Force Microscopy (C-AFM) Measurements

Local current-voltage and current phase diagram measurements were performed
by C-AFM using with Au- and diamond-coated Si cantilever tips (FM-LC, 100 kHz, and
8 N/m). I-V curves were collected perpendicular to the CIPS samples in C-AFM mode.

3. Results and Discussion
3.1. Structural Characterization

The room-temperature crystal structure of CIPS was first discovered in 1995 using
single-crystal X-ray diffraction [24]. Bulk CIPS is composed of vertically stacked, weakly
interacting layers bound together by vdW interactions. The metal cations and P-P pairs
fill the octahedral voids in the sulfur framework in a CIPS crystal (Figure 1a). A complete
unit cell is reported to consist of two adjacent monolayers due to the site exchange between
Cu and the P-P pairs from one layer to another [25]. Figure 1b shows two typical Raman
spectra measured in different regions of a CIPS flake on a Pt/Si substrate. In general, we
observed five Raman active modes, including 5(S-P-P) modes at 162.9 cm~!, §(S-P-S)
modes around 226.1 cm 1 and 263.3 cm ™!, an active mode from the cations at 303.2 cm 1,
andv(P-P) and v(P-S) modes at 374.3 cm ! and 436.4 cm ™!, respectively. The tested Raman
results are consistent with the former reports on CIPS crystals [26,27]. P-S bond stretching
vibrations (v) can be resolved to Ag + Agy + Eu + Eg. The S-P-S modes change the S-P-S
angles, resulting in another set of Ajg + Apy + Ey + Eg. The P-P bond is associated with
bending the PS3 groups, which accounts for Ey, + Eg. Twisting (P2Se)*~ oscillation is related
to the Aj, mode [27]. The Raman spectra in orange showed a strong peak at ~303 cm,
which corresponds to the cations [26]. The blue curve showed a weak and broad peak at
~303 cm ™1, which is mainly related to the reduction of Cu content. It is believed to originate
from the paraelectric phase of CIPS-IPS, where IPS stands for Iny/3P,Ss, appearing in
the flake due to Cu* deficiency [26,27]. The transmission electron microscope (TEM)
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images show two structures on the same CIPS flakes (Figure 1c), which correspond to the
monoclinic and triclinic phases, consistent with the Raman spectrum.
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Figure 1. Material characterization of CIPS flake. (a) Top and side views of the CIPS crystal structure.
In the atomic model, the yellow networks are S triangular networks, and the green, purple, and blue
balls are P, In, and Cu atoms, respectively. (b) Raman spectra of CIPS flakes, including ferroelectric
and paraelectric phases on the Pt substrate with 532 nm laser excitation. (c¢) The TEM characterizations
of CIPS crystal include fast Fourier transform (FFT, right) and filtered inverse FFT (middle) patterns
of the selected areas, respectively.

3.2. Ferroelectric Domain and Domain Switching

To approve the ferroelectricity of CIPS flakes with different thicknesses, the domain
distribution of the CIPS flakes was investigated in 3 nm, 9 nm, 12 nm, 21 nm, 35 nm, and
78 nm CIPS flakes by piezoresponse force microscopy (PFM). The domain evolution of
the CIPS flakes was observed with height, amplitude, and phase images, as shown in
Figure 2a—f. The domain size varied with the increasing thickness of the CIPS. As shown
in Figure 2a—f, the size of the ferroelectric domains increases with the thickness of the
CIPS flakes. Domains vary in size but are on the order of ~100 nm and ~1 um in diameter,
respectively, different from reports in the literature [7]. In our experience, it is easy to
observe clear domain structures in CIPS flakes with thicknesses in the thickness range from
20 to 40 nm, as shown in Figure 2d,e. We observed the reversed piezoelectric effect in
the typical amplitude-voltage “butterfly” loops by scanning the piezoresponse hysteresis
loops in dual AC resonance tracking PEM (DART-PFEM) mode. There are regions where the
ferroelectric inversion loop disappears in the 20 nm CIPS flakes, which may be related to
the paraelectric phase caused by Cu?* segregation.

According to the above results, we chose the CIPS sample with a thickness of
20 nm to investigate the ferroelectric switching behavior. Well-defined butterfly loops
of the saturated PFM amplitude and the distinct 180° switching of the phase signals were
observed, as shown in Figure 3a,b, indicating switchable ferroelectric polarization in the
CIPS flakes with different thicknesses (28 nm and 20 nm). We divided the hysteresis
loops into four sections, as shown in Figure 3a—c, and observed that the direction of the
polarization switching of CIPS was consistent with that of PVDF [28], showing negative
piezoelectricity, which arose from the low polarization of Cu atoms in the CIPS layer [14].
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Height(am)

We still observed abnormal butterflies and switching of the phase loops in the 25 nm and
20 nm CIPS, however, as shown in Figure 3c,d. There are the following several possible rea-
sons for the abnormal switching loops: One, when sweeping the electric fields in the reverse
sequence, the piezoelectric response curves show asymmetric shapes. This phenomenon
was attributed to the existence of remnant-injected electrons. Due to the different diffusion
distances in both the positive and negative electric range, the injected electrons cannot be
eliminated absolutely when applying a lower electric field [29]. Two, the abnormal hystere-
sis loops may also relate to negative electrostriction and electrostatic signal contributions
accompanied by charge injection during scanning [30]. Three, abnormal domain switching
is generated due to in-plane ionic migration in CIPS [31]. Since the Cu is deficient, when
applying an electric field, a few regions of the CIPS undergo a chemical phase separation
into a paraelectric Iny/3P>S¢ phase and a ferroelectric CulnP,S¢ phase [32]. Abnormal
hysteresis loops may be from the local paraelectric phase of the CulnP;Sg-Iny,3P,Se region
due to Cu deficiency [27].
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Figure 2. PFM images including height, amplitude, and phase image (upper three), and height curves
(bottom row) of CIPS flakes with different thicknesses. (a) 3 nm, (b) 9 nm, (c) 12 nm, (d) 21 nm,
(e) 35 nm, and (f) 78 nm.

To investigate the in-plane ionic migration, we carried out a relaxation test to analyze
the local ionic dynamics of CIPS via electrochemical strain measurements (ESM), as shown
in Figure 4 [33,34]. As schematically shown in Figure 4a, a direct-current (DC) voltage
is applied on top of an AC voltage to induce a longer-range redistribution of ions in
CIPS flakes during the probe. After removing the DC voltage, the ions relax back to their
original equilibrium state. The local dynamics can be deduced from the time constant
associated with the relaxation of ESM amplitude, as shown in Figure 4b. The DC voltage is
applied on top of the AC following the profile shown in Figure 4a to induce a longer-range
redistribution of Cu* ions; meanwhile, polarizing the sample over a larger scale. The
faster relaxation shown in Figure 4d corresponds to the Vegard strain directly related to
the ionic concentration of Cu*. While slower relaxation in Figure 4d is because of the
induced electrochemical dipoles and results from the readjustment of the negative InP,Sg ™
in response to the redistributed Cu*. The process takes longer over a much shorter distance.
This phenomenon verifies our conjecture that the IPS paraelectric phase forms in the Cu-
absent region due to the Cu ion migration, with no ferroelectric polarization switching.
That is, the relaxation of Cu ions is associated with the change in ferroelectric polarization
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after the addition of voltage, and the longer time is related to the saturation phenomenon
of polarization specific to CIPS reported in the literature.
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Figure 3. Ferroelectric polarization switching by PFM for CIPS flakes with different thicknesses. The
PEM amplitude (green) and phase (blue) hysteresis loops during the switching process for CIPS
flakes with thickness of (a) 28 nm, (b) 20 nm, (c) 25 nm, and (d) another area of the sample with the
thickness of 20 nm.
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3.3. Electric Properties of Pt/CulnP,Se/Au FT|

CIPS by itself is the only two-dimensional ferroelectric material with a ferroelectric
transition temperature (T¢) just over room temperature. Based on the above studies, we
have observed the paraelectric phase in CIPS flakes, but it is rarely reported whether the
paraelectric phase affects the device’s performance. In this work, we used conductive
AFM to study the electric properties of a CIPS FTJ as shown in Figure 5. The electrical
characterization of an Au/CIPS/Pt vdW FTJ is shown in Figure 5a for a device with a
2-nm-thick CIPS layer. Figure 5b,c shows the topography and current images of the CIPS
flakes. The leakage current scanning was performed withina 3 x 3 um? area at a read
voltage of 10 mV. The observed local conductive path regions indicated good electrical
conductivity in the CIPS flakes.
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Figure 5. Electrical characterization of a Si/Pt/CIPS/Au diode with1.7 nm CIPS. (a) Schematic
representation of the experimental setup for C-AFM measurements. (b) Topography image of the
CIPS nano flake with a thickness of 2 nm on the Si/SiO, /Ti/Pt substrate. The inset shows the height
map of the CIPS flake. (c) The corresponding current phase diagram of CIPS flakes. (d) I-V curves
measured with increasing sweep voltages, where V), is from 2 to 3.5 V. (e) loy and I,y are the on
and off current of the FT] with resistance switching behavior, which are also corresponding to the
low and high resistance states, read from (d) under different scanning voltages, with the inset the
calculated switching ratio based on (d).

Figure 5d presents the I-V curves of a CIPS FTJ, measured with varying sweep ranges
(Vmax from 2V to 3.5 V). We can observe resistive switching in both positive and negative
voltage ranges, demonstrating that FT] has superior continuous current modulation and
self-rectification functions. The -V curves show a nonsymmetrical contour, and worse
symmetry appears with increased voltage. This corresponds to the Cu?* migration process.
Before the Cu?* migration, a Schottky barrier must be overcome. Due to the difference
in the work functions between Au and Pt, the current of the [-V curve under a positive
voltage and a negative voltage is asymmetric. The current limiting behavior in the negative
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range is similar to the rectifying effect of diodes. As the applied voltage increases, the
I-V curves show more obvious hysteresis in the positive range, which is always regarded
as a resistance switching behavior. As shown in Figure 5e, the Iy, and I ¢ correspond
to the on-current and off-current when applying different voltages during the resistance
switching. As shown in the inset of Figure 5e, the Ion/Ioﬁ of the FTJ with an ultra-thin
CIPS film is over 200, which is comparable with the previous results [10], indicating that
CIPS has good development prospects in the research on and application of nonvolatile
memory devices.

4. Conclusions

In summary, we clearly observed the domain structure of CIPS with a thickness
of 2040 nm in PFM measurements and found that the hysteresis loop of CIPS showed
the same negative longitudinal piezoelectric effect as PVDEF, indicating the complexity of
the piezoelectric response of CIPS. We used electrochemical strain microscopy (ESM) to
further study Cu®* segregation and discovered different relaxation times between the Cu?*
and an InP,S42~ ion groups, with both ions showing significant differences in their DC
voltage response. These observations imply that in the regions where the ferroelectric
inversion loop cannot be observed, Cu?* segregation occurs, and InP,Se?~ paraelectric
phase is formed. In addition, the Cu* relaxation is related to the change in the ferroelectric
polarization after the application of voltage, and the longer relaxation time is relevant
to the distinctive ferroelectric polarization saturation in CIPS?. Finally, we constructed a
Pt/CIPS/Au FTJ. We observed resistance switches in the positive and negative voltage
ranges, demonstrating that FTJ has superior continuous current modulation and self-
rectification functions. Combined with its piezoelectric characteristics, layered ferroelectric
CIPS is suitable not only for memory, but also for sensors, actuators, and even spin-orbit
devices based on vdW heterostructures.
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Abstract: Ferroelectric thin film capacitors have triggered great interest in pulsed power systems
because of their high-power density and ultrafast charge-discharge speed, but less attention has
been paid to the realization of flexible capacitors for wearable electronics and power systems. In
this work, a flexible Bag 5Sr 5TiO3/0.4BiFeO3-0.65rTiO3 thin film capacitor is synthesized on mica
substrate. It possesses an energy storage density of Wyec ~ 62 ] cm~3, combined with an efficiency of
17 ~ 74% due to the moderate breakdown strength (3000 kV cm 1) and the strong relaxor behavior.
The energy storage performances for the film capacitor are also very stable over a broad temperature
range (—50-200 °C) and frequency range (500 Hz—20 kHz). Moreover, the Wye. and 7 are stabilized
after 108 fatigue cycles. Additionally, the superior energy storage capability can be well maintained
under a small bending radius (r = 2 mm), or after 10* mechanical bending cycles. These results reveal
that the Bag 551 5TiO3/0.4BiFeO3-0.65rTiO5 film capacitors in this work have great potential for use
in flexible microenergy storage systems.

Keywords: flexible; film capacitor; Bag 5Srg 5TiO3/0.4BiFeOs-0.65rTiO3; energy storage properties

1. Introduction

At present, the energy crisis and environmental pollution have aroused widespread
concern. In order to solve these problems, it is necessary to develop and utilize clean
and sustainable energy sources and energy storage devices [1-4]. At present, advanced
energy storage techniques include batteries, superconducting magnetic energy storage
systems and electrochemical/dielectric capacitors [5,6]. Among them, dielectric capacitors
are attracting immense research interest in pulsed power systems due to their unique
features of high-power density (up to 108 W kg~!) and short charge—discharge time
(1073-10 s) [7-12].

For dielectric capacitors, the energy storage capability (recoverable energy storage
density Wrec, energy storage efficiency #) can be calculated by [13,14]:

P
Wrec = / EdP (1)
P
Pm
W= EdP 2
J0
Wrec Wree
= —— x100% = —— x 100% 3
1 W Wree + Wloss ( )
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where W, Wy, E, Pm and P; represent the total energy storage density, the energy loss
density, applied electric field, the maximum polarization and the remanent polarization
during the discharge process, respectively. Therefore, Wye. can be improved by increasing
the difference between Pp, and P; and enhancing the electric breakdown strength (Ej).

Currently, commercial biaxially oriented polypropylene (BOPP) has been widely
employed in power inverter capacitor systems. The bottleneck problems faced by BOPP
are its limited Wyec of (<2 J cm™3) and poor thermal stability (<80 °C), which inevitably
burden the weight of the device, increase the difficulty of structure design and narrow
the working temperature window [15-17]. In recent years, inorganic dielectric capacitors
using oxide thin films as functional elements have been widely studied due to their
relatively high W.. compared with organic dielectrics. Recent investigations into the
energy storage characteristics of several representative dielectric capacitors have been
summarized and listed in Table 1. Obviously, energy storage properties such as Wyec and 77
have been studied in film capacitors containing BiFeO3(BFO)/BaTiO3(BTO)/SrTiO3(STO).
For example, Huang et al. reported that introducing Sr in BTO can effectively reduce the
coercive field (Ec) and Py, leading to an enhanced Wy and # [18]. Pan et al. demonstrated
that a giant Wyec of ~70] cm 3, together with a high #, can be achieved in lead-free 0.4BFO-
0.6STO films through domain engineering [6]. They also designed a 0.25BFO-0.3BTO-
0.45STO ternary solid solution system, in which a high Wyec of up to 112 ] em ™3 and an 7
of ~80% were obtained coexistence of the rhombohedral and tetragonal nanodomains in a
cubic matrix [19]. Moreover, in Bi doped STO, ferroelectric relaxation behavior is observed,
which plays a decisive role in the high energy storage property, especially the ultra-high
5 [20-23].

Table 1. Comparison of energy storage performance of different types of materials.

. PPy E Wiee o o Fatigue Bending
Materials Substrate (uClem?) (V-em 1) (J-cm ?) 1 (%) T (°C) (Cycles) Test Ref.
P(VDF-TrFE-
CTFE) ~10 4000 9 <150 [19]
organic VDF/PVDF ~8 8200 27.3 67 <85 [24,25]
P(VDF-CTFE) 9 5750 17 [26]
P(MDA/MDI) ~3.2 8000 12 >90% RT-180 [27]
BST-BF Pt/Ti/SiO,/Si ~30 4800 48.5 47.57 30-120 [28]
SBTMO Pt/Ti/SiO, /Si 34.3 1380 244 87 30-110 [20]
BFO-STO Nb:SrTiOs ~45 3850 70.3 70 —50-100 107 [6]
BZT/BZT Nb:SrTiOs ~33 7500 83.9 784 —100-200 100 [29]
PBZ Pt/TiOy /SiO, /Si 65 2801 40.18 64.1 —23-250 [30]
(Lag7Sr03)MnOs/ = 5
PLZST ALO,(0001) 55 4000 46.3 84 27-107 10 [31]
HZO Si0, /Si 30 4500 46 53 25-175 10° [32]
Si-HZO Si 3500 50 80 25-125 10° [33]
i i BBTO Pt/Si 40 2000 433 87.1 20-140 108 [34]
Inorgamic NBT-BT/BFO Pt/TiO /Si0, /Si 43.19 2400 31.96 61 25-120 [35]
E r=2mm
M“‘gfg'BT' Pt/F-mica 97.8 285 819 644 25-200 10° or 10 at [36]
r=4mm
3
PLZT LaNiOs /F-Mica 64 1998 402 58 30-180 107 2% 10° at 1371
r=4.5mm
. . . r=4mm
BZT Indium Tin Oxide ~25 4230 406 68.9 ~120-150 106 or 10° at [38]
(ITO)/F-mica _
r=4mm
r=2mm
BS’{)/é%flt"léFO- Pt/F-mica 56.79 3000 62 74 —50-200 108 or 10* at This work
: r=4mm

Poly(vinylidene fluoride-trifluoroethylene-chlorofluoroethylene) (P(VDE-TrFE-CTFE), vinylidene fluoride/Poly(vinylidene fluoride)
(VDE/PVDE), Poly(vinylidene fluoride- chlorofluoroethylene) (P(VDF-CTFE), poly(diaminodiphenylmethane-diphenylmethane di-
isocyanate) (P(MDA/MDI), 0.1BiFeO3—0.9BiQAzsIO_7TiO3 (BST—BF), (SrQA85Bi0_1 )Ti(]AggMno_g]Oj; (SBTMO), 0.4BiFe03-0.6SrTi03 (BFO-
STO), BaZr15Tig 8503/ BaZrg 35 Tip 6503 (BZT/BZT), PbosBag2ZrO; (PBZ), Pby g7La.02Zr0.665n0.23Tio.1103 (PLZST), Hf 3Zr0 70, (HZO),
Si-Hfg5Zrg50, (Si-HZO), BaBi;Ti;O15 (BBTO), 0.94(BigsNags)o0sTiO3-0.06BaTiOs/BiFeOs (NBT-BT/BFO), 0.97(0.93Nag5Big5TiOs-
0.07BaTiO3)-0.03BiFeOs (Mn:NBT-BT-BFO), Pbyo1 Lag 0o (Zro 65 Tio.35)0.977503 (PLZT), Ba(Zro 35 Tig,65)O3 (BZT), BagsSr5TiO3/0.4BiFeOs-
0.65rTiO3 (BST/0.4BFO-0.6STO).
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With the rapid development of electronic devices leaning toward miniaturization
and integration, flexible electronics have been an active research topic in various areas
due to their distinctive advantages of being portable, lightweight, foldable, stretchable
and even wearable [39-44]. Flexible and microscale dielectric capacitors as energy stor-
age components are indispensable especially in next-generation micro-electrical power
systems. Nevertheless, most inorganic dielectric films are grown on rigid substrates due
to the lack of suitable flexible substrates. Common flexible polymer substrates, such as
polyimide (PI) or polyethylene naphthalate (PEN), have very excellent mechanical com-
pliance but they cannot withstand the high crystallization temperature of inorganic films
due to their low melting point (PI ~ 520 °C, PEN ~ 270 °C). Fortunately, the emergence
of MICAtronics provides a new idea to realize flexibility in oxide functional films with
two-dimensional mica as the substrate. This is due to the fact mica possesses ultrahigh
melting point (1000 °C-1100 °C) and atomically flat surface, making it more compatible
with the inorganic thin film preparation process.[45-47]. However, a flexible dielectric film
capacitor consisting of BFO, BTO, and STO elements has rarely been reported.

Considering that 0.4BiFeO3-0.65rTiO3 (0.4BFO-0.6STO) is a relaxor ferroelectric with
an attractive relaxor feature and Bag 55r) 5TiO3 (BST) is paraelectric with low dielectric loss
and high breakdown strength [6,48,49], a multilayer structure of BST/0.4BFO-0.6STO is
envisaged in this work based on the two potential energy storage elements. A series of
systematic studies about the energy storage capability are undertaken on the designed film,
which is deposited on flexible mica substrate using a sol-gel method. The capacitor shows
a high Wiec of ~62 ] cm =2 and an 7 of ~74% simultaneously due to its relatively high Fy, of
3000 kV cm ™! and strong relaxor behavior. Satisfyingly, prominent mechanical-bending
resistance is also realized in the flexible BST/0.4BFO-0.6STO film, in which the Wy and 7
have no obvious deterioration under various bending radii ( = 12-2 mm) and even after
10* bending cycles at 7 = 4 mm.

2. Materials and Methods
2.1. Film Fabrication

Firstly, the flexible mica substrate coated with bottom electrode was provided for de-
positing dielectric thin film. The fluorophlogopite mica [KMg3(AlSizO19)F,] was purchased
from Changchun Taiyuan Fluorophlogopite Co., Ltd. (Changchun, China). The mica sheet
was washed with ethanol and water to get a cleaned surface. Then, a 20 nm thick Pt layer
was sputtered onto the surface under a 30 mA current in Ar atmosphere of 0.05 mbar, to be
used as the bottom electrode.

The multilayer BST/0.4BFO-0.6STO thin film was fabricated on Pt/mica substrate by
sol-gel. Precursor solutions of BFO, BTO and STO were prepared, respectively, with the
use of bismuth nitrate pentahydrate, iron nitrate nonahydrate, strontium acetate, barium
acetate and tetrabutyl titanate. Ethylene glycol and acetic acid were selected as solvents to
dissolve the solid raw materials. Here, 5 mol% excess bismuth was added to compensate for
element volatilization during the high temperature treatment. Subsequently, the tetrabutyl
titanate and acetylacetone were added into the solution. Meanwhile, 2 mol% manganese
acetate tetrahydrate was added to each solution to improve the electrical resistivity of
the film. The final concentration of each precursor solution was 0.15 M. Then, we used
proportionable BFO and BTO solutions, separately mixed with STO, to form solutions of
0.4BFO-0.6STO and BST. The solutions were stirred with a magnetic stirrer for 12 h and
further aged for another 48 h. The BST layer was first spin-coated on the substrate, and
0.4BFO-0.6STO layers were then deposited in situ on top of the BST layer. Both layers
were dried at 200 °C for 2 min, successively. Subsequently, each layer was pyrolyzed on a
hot plate at 300 °C for 5 min and annealed in a mini tubular furnace at 700 °C for 10 min.
Both components (0.4BFO-0.6STO and BST) were spin coated alternately 10 times, with the
ultimate sample consisting of twenty dielectric layers. For electrical measurements, Au
top electrodes with a diameter of about 200 um were sputtered through a shadow mask to
form the capacitor structure. Finally, a simple mechanical peeling process was conducted
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to realize flexibility in the film by tearing off the bottom mica layer to reduce the thickness
to ~10 pm.

2.2. Characterization

The crystalline structure of BST/0.4BFO-0.65TO film was monitored in the 26 range of
20-60° by an X-ray diffractometer (XRD, D8 ADVANCE, Karlsruhe, Germany). During the
XRD test, the scanning rate was 0.12 s per step, and the number of scanning steps was a
total of 2054 steps. The surface morphology was studied by a tapping mode atomic force
microscope (AFM, Bruker Dimension Icon, Santa Barbara, CA, US). The cross-sectional
microstructure and EDS spectrum were studied by a field-emission scanning electron
microscope (FESEM, ZEISS Gemini300, Oberkochen, Germany) using 2 kV acceleration
voltage and 10 kV acceleration voltage, respectively. The polarization electric field (P-E)
relations were examined by a standard ferroelectric tester (aixACCT TF3000, Aachen,
Germany) at room temperature, at a frequency of 10 kHz. In regard to temperature-
dependence polarization properties, the loops were measured from —50 to 200 °C with a
temperature interval of 25 °C at 10 kHz. The frequency dependent P-E measurements were
conducted at room temperature from 500 Hz to 20 kHz. The dielectric properties were
characterized by way of an impedance analyzer (HP4294A, Agilent, Palo Alto, CA, USA) at
a temperature range of —50 to 250 °C from 1 kHz to 100 kHz, with an oscillation voltage of
1.0 V. The temperature-related electrical measurements were carried out with the assistance
of a temperature-controlled probe station (Linkam-HFS600E-PB2, London, UK) with a
heating rate of 8 °C min~!. The cyclic bending tests were realized by using a homebuilt
stepper motor control system. The fast energy discharge behavior was evaluated by using
a home-built resistance-capacitance (RC) circuit with a load resistance of 100 k().

3. Results

Figure 1a shows the XRD pattern of BST/0.4BFO-0.6STO film grown on Pt/mica sub-
strate. Visually, the film possesses a single perovskite phase with no detectable secondary
phase, suggesting that the film can be well crystallized. Figure 1b shows the surface AFM
image of BST/0.4BFO-0.6STO film. The average surface roughness (R,) and root mean
square roughness (Ryms) of the film are determined to be 2.54 nm and 2.06 nm, respectively,
which may be attributed to the atomic flatness of mica substrate and high crystallinity of
the film. The obtained roughness is at the same level of the reported inorganic films [36,47].
The grain size distribution of the film is analyzed using the Nano Measurer software by
randomly selecting 100 grains. In addition, the average grain size value estimated from
the AFM image is 53.26 nm. Figure 1c shows the cross-sectional image of multilayer
film. From it, the film’s thickness can be determined to be ~350 nm. Furthermore, the
thickness of the bottom Pt electrode is about 20 nm. The ultimate film composition of the
BST/0.4BFO-0.6STO film is determined via EDS spectrum, as displayed in Figure 1d. The
atomic percentages (atom%) of O, Ti, Sr, Ba, Fe and Bi are 59.80, 16.44, 10.91, 5.14, 4.13 and
3.68, respectively, confirming a near perfect BST/0.4BFO-0.6STO stoichiometry.

The bipolar P-E loops for the BST/0.4BFO-0.6STO film in Figure 2a are measured
from a low electric field to 3000 kV cm™! at room temperature, at a frequency of 10 kHz.
Figure 2b presents the corresponding energy storage parameters of the W, Wyec, Wjpss and
7 at various electric fields determined by P-E loops. The Wy and  extrapolated from a
bipolar P-E loop under Ej, (3000 kV/cm) are 62 ] em 2 and ~74%, respectively, which is
a relatively high level among the flexible dielectric films [37,50]. It can be seen that the
P and Py are 63.52 uC cm 2 and 6.73 uC cm 2, respectively, which contributed a great
AP =56.79 uC cm~2, and the result is beneficial for energy storage performance. This small
Py can be due to the fact that BiFeO3-SrTiOj is a relaxor ferroelectric and BST is paraelectric.
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Figure 1. (a) X-ray diffraction pattern in the 26 range of 20-60°, (b) AFM, (c) Cross-sectional SEM
images and (d) EDS spectrum of BST/0.4BFO-0.6STO thin film.
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Figure 2. (a) The P-E loops for BST/0.4BFO-0.6S5TO under various applied electric fields. (b) The
calculated W, Wree, Wioss and 1 values as functions of the electric field. (c) Two-parameter Weibull
analysis of dielectric breakdown strength. (d) Temperature-dependent ¢, and tané under the fre-
quency range of 1 kHz-100 kHz and the temperature range from —50 to 250 °C. (e) In(1/&;—1/em) as
a function of In(T—Thy).

The Weibull distribution of E}, can be obtained through the following formula:

Xi = Ll’l (El) (4)

i
Y, = Ln (an (1 — m)) (©)

where E;, i and n signify the breakdown electric field, the serial number of tested specimens
and the total number of tested specimens, respectively. Based on the Weibull distribution
function, there exists a linear relationship between X; and Y;. The mean Ej, for thin film
can be extracted from the intersect points of the fitting lines and the horizontal axis at
Y; = 0. The solid fitting straight line shown in Figure 2c is the Weibull analysis result
of ten data gathered from our thin film. It can be observed that the slope parameter
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is 9.32, which indicates both the good composition uniformity and high dielectric relia-
bility of BST/0.4BFO-0.6STO [47]. The average E, extracted by the horizontal intercept
is about 3010 kV ecm~!. The temperature-dependent dielectric permittivity (e;) and loss
(tan 9) of the BST/0.4BFO-0.6STO film exhibit nearly flat permittivity peaks and frequency
dispersion over the range of —50 to 250 °C, as shown in Figure 2d, indicating the relaxor
characteristic. Notably, a broad and smeared peak of maximum &, appears, especially
near 150 °C. With increasing frequency, the maximum dielectric permittivity (em) at Tm
decreases and T, shifts to a higher temperature, which are important signatures of relaxor
behavior [48]. To evaluate the relaxor dispersion degree, a modified Curie-Weiss equation
of1/e —1/em = (T — Tm)Y /C can be used to estimate the relaxor dispersion degree, where
em represents the maximum dielectric constant at Tr,, C is the Curie constant and v is the
relaxor diffuseness factor. Generally, v = 1 represents a normal ferroelectric, 1 <y <2
represents the relaxor ferroelectric behavior and 7 = 2 is valid for a classical ferroelectric
relaxor [49]. After calculation, the v for the film is 1.81 in Figure 2e, further evidencing the
relaxor feature.

The temperature and frequency stability, as well as the antifatigue property for the
sample, are evaluated, as shown in Figure 3. Firstly, the P-E hysteresis loops are measured
at 10 kHz under 2286 kV cm~! in the temperature range of —50 to 200 °C. As illustrated in
Figure 3a, the P-E loops almost preserve their pinched shape, and the Py, and P, values
have tiny changes. Correspondingly, the Wye. and 1 of BST/0.4BFO-0.6STO films fluctuate
slightly by 11% and 5% as shown in Figure 3b, which indicates the excellent thermal
stability of the energy performance of the film. In practical application, it is necessary to
meet the working temperature range of capacitors; for example, when in use in the fields
of hybrid electric vehicles (~140 °C), drilling operations (150-200 °C), or in outer space
and high-altitude aircraft (~—50 °C) [1,51-53]. The obtained temperature range in our film
can basically fulfil the requirement. Furthermore, as more attention is paid to electronics
technology, the requirement of reliability under high/low frequencies is highlighted. The
room temperature frequency dependent P-E loops are displayed in Figure 3c. When the
measured frequency rises from 500 Hz to 20 kHz, the changes of the Wy and 5 values
are only 9% and 2%, respectively, as shown in Figure 3d. Furthermore, the energy storage
performance of the capacitor in long-term working conditions is also a key requirement for
practical application. To evaluate its long-term charging-discharging stability, the fatigue
endurance of BST/0.4BFO-0.6STO film is evaluated under 10 kHz at room temperature.
The P-E loops of samples over 108 charge-discharge cycles are exhibited in Figure 3e. It
can be seen that there is no obvious change in the hysteresis loop. The corresponding Wrec
and 7 present a negligible degradation of 6% and 2%, respectively, as shown in Figure 3f.
The weak dependence of the energy storage performance on the temperature, frequency
and fatigue cycles makes the BST/0.4BFO-0.6STO thin film more competent to work in
different complex environments.

It is generally believed that the bending strain S can be calculated using the equation
S = (t; + ts)/2r [54,55], where t; is the film thicknesses, t; is the substrate thicknesses and r
is the bending radius of the sample. The ¢; and f; for the BST/0.4BFO-0.6STO sample are
~350 nm and ~10 pm, respectively. Due to the limitations of stripping mica technology,
the minimum bent radius of mica is 2 mm. In this curved state, the calculated S (~0.25%)
is much less than the strain limit that the oxide film can withstand [56]. The mechanical
stability of the BST/0.4BFO-0.6STO film is further evaluated under flex-in (compressive
strain) and flex-out (tensile strain) modes at 2286 kV cm~! and 10 kHz with different
bending radii (from 12 mm to 2 mm), as depicted in Figure 4a,b. Then, home-made molds
with different required bending radii are used to test mechanical stability. It can be seen
that the P-E loops keep its slim feature without obvious deterioration regardless of what
compressive strain or tensile strain it is under. As plotted in Figure 4c, when the bending
radius decreases from 12 mm to 2 mm, the corresponding Wye. and 5 variations are both
within 1%, indicating that the film possesses excellent bendability. The discharge energy
density-time plots under various compressive and tensile radii are shown in Figure 4d,e.
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Obviously, all curves are very similar. Figure 4f shows the bending radius dependence of
the discharged energy density and the discharge speed fy9. The BST/0.4BFO-0.6STO film
possesses a high discharged energy density (Wgs) of ~32 ] cm~3. Further, it can deliver
the energy in ~40 us without significant differences with the change of bending radius,
exhibiting a fast charge-discharge rate and mechanical bending endurance.
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Figure 3. (a) The P-E curves and (b) the corresponding Wyec and 17 measured from —50 to 200 °C at

2286 kV cm™!. (c) The P-E curves and (d) the corresponding Wrec and 7 with various frequencies

measured under 2286 kV cm ™. (e) The P-E curves and (f) the corresponding Wyec and 7 during the

108 fatigue cycles at 2286 kV cm~!. The measurements are realized at about 76% of Ej,.

Figure 5a,b presents the P-E loops of the BST/0.4BFO-0.6STO sample in the flat and re-
flatted after experiencing repeated bending at 7 = 4 mm. Over the course of 10* cycles, nearly
unchanged P-E hysteresis shapes are observed, guaranteeing high mechanical stability of
the energy storage performances. As demonstrated in Figure 5¢, the variations of the Wrec
and 7 are negligible, further ascertaining its bending—endurance property. Finally, the in-
fluences of the ferroelectric fatigue endurance are investigated with » = 4 mm (Figure 5d e).
The energy storage performance is apparently undamaged even after 108 switching cycles
at a radius as small as of 4 mm.
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Figure 5. (a,b) P-E loops of BST/0.4BFO-0.6STO film under various bending cycles under the compressive and tensile states.
(c) Wree and 7 as functions of bending number. (d,e) Wrec and 7 as functions of switching cycle during 108 fatigue cycles
under compressive and tensile bending states with » = 4 mm. The insets are the corresponding P-E loops. (The lines in
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10%, respectively.)

Finally, the core parameters of Ey,, Wyec and 7 for energy storage properties are com-
pared with some previously reported representative dielectrics (Figure 6). As depicted
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in Figure 6a, the BST/0.4BFO-0.6STO film exhibits relatively high Wye. of 62 ] cm 3 at
a moderate E of 3000 kV cm~!, which is much higher than HZO (46 ] cm %), BST-BF
(48.5] cm—3) and NBT-BT/BFO (31.96 ] cm~3) [28,32,35], but slightly inferior to Mn: NBT-
BT-BFO (81.9 ] cm~3) and BFO-STO (70.3 ] cm~3) [6,36]. In Figure 6b, it can be seen that
the obtained 7 of 74% in this work is lower than the reported dielectrics on rigid substrate,
such as SBTMO (87%), BBTO (87.1%) and PLZST (84%) [20,31,34] but reaches a relatively
high level among all the currently reported bendable inorganic dielectric film capacitors.
In view of the aforesaid observations, there is still much room for improvement of the 7 in
the flexible film capacitors, and it needs further research.
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Figure 6. A comparison of the (a) Wrec and (b) 7 of the flexible BST/0.4BFO-0.6STO film capacitor reported in this study
and a number of film capacitors reported previously.
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Abstract: Dielectric capacitors with ultrahigh power density are highly desired in modern electri-
cal and electronic systems. However, their comprehensive performances still need to be further
improved for application, such as recoverable energy storage density, efficiency and temperature
stability. In this work, new lead-free bismuth layer-structured ferroelectric thin films of CaBigTigO15-
Bi(Fep 93Mng 05Tig 02)O3 (CBTi-BFO) were prepared via chemical solution deposition. The CBTi-BFO
film has a small crystallization temperature window and exhibits a polycrystalline bismuth layered
structure with no secondary phases at annealing temperatures of 500-550 °C. The effects of annealing
temperature on the energy storage performances of a series of thin films were investigated. The
lower the annealing temperature of CBTi-BFO, the smaller the carrier concentration and the fewer
defects, resulting in a higher intrinsic breakdown field strength of the corresponding film. Especially,
the CBTi-BFO film annealed at 500 °C shows a high recoverable energy density of 82.8 J.-cm~3 and
efficiency of 78.3%, which can be attributed to the very slim hysteresis loop and a relatively high
electric breakdown strength. Meanwhile, the optimized CBTi-BFO film capacitor exhibits superior
fatigue endurance after 107 charge-discharge cycles, a preeminent thermal stability up to 200 °C, and
an outstanding frequency stability in the range of 500 Hz-20 kHz. All these excellent performances
indicate that the CBTi-BFO film can be used in high energy density storage applications.

Keywords: CBTi-BFO; fine grain; electric breakdown strength; recoverable energy storage

1. Introduction

At present, energy and environmental issues are the focus of social attention. The
vigorous development of green and clean energy (such as wind and solar energy) is one
of the future trends. The instability and intermittency of green energy put forward higher
requirements for energy storage technology [1-5]. Dielectric capacitors typically display
ultrafast charge-discharge rates and long life-time, temperature /frequency stability, fatigue
resistance, which play key roles in various modern electrical and electronic systems, such
as hybrid electric vehicle, aircraft and military [6-9]. Film capacitors offer a smaller size
and higher energy storage density, making them easier to integrate into circuits than other
devices such as ceramic capacitors [10]. Currently, most commercial dielectrics are mainly
made of organic polymers, such as biaxially oriented polypropylene (BOPP), which have
been widely used as the dielectric layer in power inverter capacitor systems, making the
storage system bulky due to the low energy density (<5 J-cm?). Furthermore, the operating
temperature of BOPP cannot be higher than 80 °C, which increases the difficulty of structure
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design due to the need for an extra cooling system [11,12]. By contrast, inorganic dielectric
film capacitors have the advantages of relatively high energy densities, better thermal
stability in wider operating temperature ranges, and long-term endurance. Among this,
inorganic ferroelectric film capacitors (TFFCs) are considered as good candidates for energy
storage due to their large polarization and high temperature resistance [13,14]. However,
low energy storage density and efficiency limit its further development in energy storage
applications; thus, further improvements are needed.

For film capacitors, two important energy storage parameters, the recoverable en-
ergy storage density (W) and energy storage efficiency (#), can be calculated from the
measured hysteresis loops adopting the following equations [15,16]:

P
Wiee = / EdP &
Py
P
Wi — / EdP @)
JO
= Wree 100% (3)

t
where E, Wy, Pr, and P; are the applied electric field, total energy storage density, the maxi-
mum polarization and remanent polarization during the discharge process, respectively.
Therefore, Wiec can be improved by increasing the difference between Py, and Py, and the
electric breakdown strength (Ep). It is well known that the E;, of dielectric materials is
mainly contingent on its microstructure, such as grain size and degree of densification.
Therefore, increasing E}, by reducing grain size is an effective way to improve energy stor-
age performance [17]. Wang et al. sort out the relationship between grain size and electric
breakdown strength, confirming the optimization effect of energy storage via grain size-
engineering [6]. As is well known, the annealing temperature has an immense impact on the
quality of films prepared by chemical solution deposition (CSD). For instance, Wang et al.
unveil a large value of Wrec up to 91.3 J-cm ™2 at 4993 kV-cm ™~ for Pby ggCag.12ZrO3 (PCZ)
antiferroelectric thin films by designing a nanocrystalline structure of the pyrochlore phase
by optimizing the annealing temperature to 550 °C [18]. However, the negative effect
caused by the application of lead-containing dielectrics to human health and environmental
sustainability cannot be ignored, and the exploration of lead-free energy storage materials
is raised in the agenda. For example, Zuo et al. investigate that a high Wyec of 8.12 J-em ™3
and a great 77 of ~90% are obtained simultaneously in BiFeO3-BaTiO3-NaNbOj3 ceramics,
which can be attributed to the significantly enhanced E, of BiFeOs-based ternary solid
solutions originating from the increased resistivity and refined grain size [19].

Bismuth layer-structured ferroelectric (BLSF) compounds, such as SrBi;Nb,Og (SBN),
SrBiyTapyOg (SBT), BisTizO1; (BIT), CaBiyTizO15 (CBTi), belong to a large category of ferro-
electric materials [13,20-22]. They have the advantages of excellent anti-fatigue property,
large dielectric constant and small dielectric loss, high resistivity and low leakage current
density, high ferroelectric Curie transition temperature, and so on [23-26]. Those traits
show a good application prospect in the field of dielectric energy storage, but there is little
research on BLSF compounds in this field [27,28]. This is mainly due to their intrinsic short-
comings, namely, relatively low polarization and high coercive field, which lead to lower
energy density and higher losses in energy storage applications [29]. Recently, Pan et al.
presented a composition modification method in ferroelectric Aurivillius Biz p5Lag 75TizO12
by introducing BiFeOs to increase the polarization value and optimize hysteresis loops,
in which Wrec (113 J-em~3) and 5 (80.4%) are observed. Yang et al. prepared a series of
0.6BaTiO3-0.4Bi3 p5Lag 75 TizO17 thin films, and the modified thin film also shows higher di-
electric breakdown strength and polarization. CBTi is also a representative BLSF compound,
which exhibits distinct advantages including being lead-free and fatigue-free. Meanwhile,
it possesses a high Curie point of about 790 °C to be used in relatively high temperature
applications [30]. However, it also faces troubles of low spontaneous polarization.
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In this work, we select Bi(Feg 93Mng 05Tig 02)O3 introduced into CBTi, namely, CBTi-
BFO, to reduce leakage current and enhance breakdown field strength. In order to further
optimize the energy storage performance of CBTi-BFO thin films, the effect of anneal-
ing temperature on their energy storage capacity has been studied in detail. We found
that the microstructures of the CBTi-BFO thin films can be dominated by adjusting the
annealing temperature. The CBTi-BFO film annealing at 500 °C possesses an excellent
Whec of 82.8 J-em 3 and 1 of 78.3%, simultaneously, due to the obviously enhanced Ej, of
3596 kV-cm~!. Meanwhile, the film shows outstanding temperature/ frequency stability up
to 150 °C and superior fatigue stability after 107 switch cycles. The findings overcome the
shortcomings of organic thin films in energy storage, including low energy storage density
and low application temperature, unveiling an effective way towards high performance
lead-free and eco-friendly ferroelectric materials for energy storage applications.

2. Materials and Methods

Fabrication: CBTi-BFO films were synthesized on Pt/Ti/SiO, /Si substrates by chemi-
cal solution deposition. Bismuth nitrate pentahydrate [Bi(NO3)3-5H,0], calcium nitrate
tetrahydrate [Ca(NOs3),-4H,O], iron nitrate nonahydrate [Fe(NO3),-9H,0], manganese
acetate tetrahydrate [C4HeMnOy4-4H,O] as raw materials were dissolved in ethylene glycol
and acetic acid. Here, 10 mol% excess Bi was added to compensate for elements volatiliza-
tion. After that, the tetrabutyl titanate and acetylacetone were added into the mixed
clarified salt solution. The final concentration of the precursor solution was 0.1 M. After
24 h of aging, the precursor solution was spin coated on Pt/TiO,/SiO, /Si substrates with
a speed of 4000 rpm for 30 s. After that, the as-prepared CBTi-BFO films were pyrolyzed
at 350 °C for 120 s and annealed at 450, 500, 550, 600 °C for 10 min in a rapid thermal
annealing procedure, respectively. The spin coating and annealing process procedures
were duplicated up till the desired thickness of 300~700 nm was obtained. Circular Pt top
electrodes, ~200 um in diameter, were sputtered through a shadow mask on the films for
the next electrical measurements.

Characterization and Measurements: The crystalline structure of CBTi-BFO films was
characterized by an X-ray diffractometer (XRD) with Cu Ka radiation (XRD, D8 ADVANCE,
Karlsruhe, Germany). The cross-sectional microstructure and surface morphology were
characterized by a field emission scanning electron microscope (FESEM, ZEISS Gemini300,
Oberkochen, Germany). The polarization-electric field (P-E) loops and insulating char-
acteristic were acquired from a standard ferroelectric tester (aixACCT TF3000, Aachen,
Germany). The frequency-dependent dielectric properties and impedance data were mea-
sured using impedance analyzer (HP4294A, Agilent, Palo Alto, CA, US). Impedance data
were analyzed by a Z-view software. The temperature-dependent electrical performance
tests were completed with the help of a temperature-controlled probe station (Linkam-
HFS600E-PB2, London, UK).

3. Results

Figure 1 displays the X-ray diffraction (XRD) patterns of the CBTi-BFO films annealing
at four different temperatures and standard JCPDS cards of the target phases. From
Figure 1a, as the temperature is at a lower value of 450 °C, most of the diffraction peak of
Aurivillius phases have not appeared yet or just a bump, indicating that some amorphous
phases formed due to insufficient heat energy. Note that the CBTi-BFO films annealed at
500 and 550 °C show the (119) and (200) diffraction peaks accompanied with another peak
with low intensity, which are consistent with the reported results of other CBTi films with
Aurivillius phase, demonstrating a polycrystalline bismuth layered structure without any
second phase [31-33]. As the annealing temperature continued to rise to 600 °C, apart from
the Aurivilius phase, two diffraction peaks that do not belong to the characteristic of the
bismuth layered ferroelectric appeared near 15° and 30°, which is due to the formation of
the pyrochlore phase of Bi; TiO7 [34-37]. Generally, the pyrochlore phase can be formed
frequently due to the bismuth element volatilize as the annealing temperature increases,
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resulting in the ratio of bismuth ions to titanium ions approaching 1:1. As shown in
Figure 1b, the diffraction peak of (119) slightly shifts to a large angle with the increase
of the annealing temperature, which may be caused by the release of surface residual
stress [38,39].
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Figure 1. (a) X-ray diffraction (XRD) patterns in the 26 range of 10-60° of the CBTi-BFO films annealed
at various temperatures. (b) Enlarged XRD patterns of the diffraction peaks of 20 at around 30°.

The SEM images clearly display the surface and the cross-sectional morphologies of
the CBTi-BFO thin films annealing at different temperatures. In Figure 2, the inset images
reveal that the thickness of all samples is approximately 550 nm. Meanwhile, all CBTi-BFO
thin films present compact and pore-free surface, which is favorable to energy storage
performance. As shown in Figure 2a, when the film is annealing at 450 °C, relatively
uniform fine grains can be noticed on the surface. As the temperature rises to 500 °C, the
grains absorb heat energy and thus, increase uniformly (Figure 2b). In sharp contrast, the
CBTi-BFO film annealing at 550 °C possesses different grains with a wide range of grain
size from ~17 to ~70 nm in Figure 2c. As the annealing temperature rises up to 600 °C, the
grain size further increases in the range of ~20 to ~85 nm (Figure 2d). The phenomenon
can be ascribed to: (i) different grain shapes corresponding to different orientations [40];
(ii) an inhomogeneous nucleation and grain-growth at a high annealing temperature [41].

It is well known that thin film with a high dielectric constant () typically achieves
tremendous recoverable energy density and energy efficiency [27,42]. Figure 3a presents
the room-temperature frequency dependence of dielectric constant (¢;) and the dissipation
factor (tand) of the CBTi-BFO thin films annealing at different temperatures. The ¢, value
of each film slightly decreases with the frequency raising, and increases obviously with
the annealing temperature increasing. The values of ¢, for the films annealing at 450 and
500 °C have slightly changed with the frequency increases, indicating that the samples
annealed at these two temperatures have better frequency stability. Generally, the dielectric
properties of ferroelectric film contain the intrinsic and extrinsic contributions, which could
be influenced by different factors, such as the grain size, preferred orientation, and so
on [43,44]. The reason that in the changes of ¢, with increasing annealing temperature may
be due to the fact that the increased annealing temperature resulted in the increased grain
size and reduced grain boundaries, leading to the enhancement of ¢, [27]. Moreover, the
dielectric loss (tand) gradually increases with increasing frequency in all samples. Besides,
all samples possess smaller loss (tané < 0.08) at 10 kHz.
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0

Figure 2. The scanning electron microscopic (SEM) images of the CBTi-BFO thin films annealed
at (a) 450 °C, (b) 500 °C, (c) 550 °C and (d) 600 °C, and the inset shows their corresponding cross-
sectional micrographs.
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Figure 3. CBTi-BFO films annealed at 450, 500, 550 and 600 °C: (a) Frequency dependence of dielectric
properties. (b) Weibull distributions dielectric breakdown strengths. (c) Leakage current density as
a function of applied electric filed. (d) The bipolar P-E loops at 2500 kV-cm™!. (e) The bipolar P-E
loops around Ey,, The inset shows the variation of Pmax, Pr, and Pmax-Pr as a function of annealing
temperature. (f) The variations of Wyec, Wiogs and 7 values.

Generally, Ej, is analyzed by two parameter Weibull statistics, which is closely affected
the energy storage performance of dielectric materials [45], as displayed in Figure 3b.
Meanwhile, the E},, endurance of four films with different annealing temperatures are
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demonstrated in the inset of Figure 3b. The Weibull distribution of E}, can be expressed by
the following formulas:

X; = Ln(E;) @

i

=) ®)
where E; is the breakdown electric field for each sample, i signifies the number of test
samples and n denotes the total number of test samples. Based on the Weibull distribution
function, the mean Ey, for each film can be obtained from the intersection of the fitted
lines with the horizontal axis at Y; = 0. 8 represents Weibull shape parameter. It can be
observed that E, increases rapidly with the annealing temperature decreasing, as shown
in the inset of Figure 3b. The average breakdown strength of the dielectric film increases
from 3241 kV-cm™! to 3984 kV-cm ™!, with the annealing temperature decrease from 600 to
450 °C. The enhancement of dielectric breakdown strength can be ascribed to the following
factor. It is well-known that electric breakdown field strength is inversely proportional to
the grain size (G), which can be manifested by the following formula:

Y; = Ln(—Ln(1—

Ep < (G)™* (6)

where a is the exponent values, being in the range of 0.2-0.4 [6,46]. It can be seen that the
dielectric breakdown strength increases with the decreased grain size, which is aligned
with the results in Figures 2 and 3b. That is owing to grain boundaries producing depletion
regions similar to Schottky barriers located in semiconductor interfaces. Then, the grain
boundaries depletion layers establish important barriers for the cross-transport of ionic and
electronic charges [47]. Therefore, the Ey, for CBTi-BFO film annealing at 450 °C is superior
to the films that have higher annealing temperature. The slope parameter B, related to the
scatter of Ey, data, increases from 12.88 to 17.71 with the annealing temperature decrease
from 600 °C to 450 °C, indicating an enhancement in dielectric reliability by annealing
temperature decreasing. At the same time, the g of all films based on the linear fitting is
higher than 12, suggestive of all samples possessing high reliability.

Figure 3c represents the leakage current of all films, which are measured by applying
0-185 kV-cm ™! to the electrodes. The CBTi-BFO films annealed at 450 and 500 °C illustrate
well insulating properties with leakage current densities <7 x 1077 A cm~2 under an ap-
plied electric field of 185 kV-cm~!. The CBTi-BFO films annealed at 550 and 600 °C exhibit
higher leakage currents, which is ascribed to the greater grain size and the simultaneously
declined number of the grain boundary.

Presented in Figure 3d are bipolar polarization-electric filed (P-E) loops of the CBTi-
BFO films annealing at different temperatures applying the electric field of 2500 kV-cm ™! at
frequency of 10 kHz. With the annealing temperature decreasing, a monotonous decrease
of polarization (Pmax) is observed, from 33 nC cm 2 of 450 °C to 63 uC cm 2 of 600 °C.

Figure 3e shows P-E loops of CBTi-BFO films near their respective E}, annealing at dif-
ferent temperatures. It can be seen that the CBTi-BFO thin film annealing at 600 °C presents
a practically saturated P-E loop with a remnant polarization P, of 20 uC/cm?, which is
lower than previous reports [32,33], suggesting that the derived CBTi-BFO thin films have
somewhat discrepant ferroelectric properties. For the CBTi-BFO thin films annealing at
lower temperatures, the obtained P-E hysteresis loops exhibit slim shape, which can be
ascribed to the function of lower leakage current and small crystallite size [48-50]. Figure 3f
presents the corresponding energy storage parameters of Wyec, Wioss and 77 determined from
P-E loops about all CBTi-BFO films. The value of Wyec and 7 for the CBTi film annealing at
500 °C, respectively, reaches 82.8 ]~cm*3 and 78.3% due to an integration of remarkable Ey,
of 3596 kV-cm~! and a large polarization disparity of 52.3 pC cm~2 (inset of Figure 3e). It
is well known that the dielectric film can induce outstanding energy performance due to
high Py, low P; and high electric breakdown strength. The lower annealing temperature
leads to more slender electric hysteresis loops and lower Wj,ss. Meanwhile, E}, is enhanced
with the decrease of the annealing temperature.
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Figure 4a-d show the Nyquist plots of films measured in the frequency range of 100 Hz
to 1 MHz at a series of temperatures (225-300 °C). As is known to all, a low-frequency arc
means the dielectric response of grain boundaries, while a high-frequency arc means the
dielectric response of grains. One semicircular arc is observed for the samples. As the grain
boundary dielectric relaxation of the material mainly contributes to the total impedance,
only the semi-circular arc corresponding to the grain boundary response is observed. The
intercept of impedance semicircular arcs on the Z’-axis can represent the total resistance
(Rp) values of the film. Clearly, the value of R}, gradually decreased with the increasing
measured temperature in each film, showing a negative temperature characteristic. This
phenomenon can be attributed to the fact that the mobility of the space charge becomes
easier, and more charge carriers will accumulate at the grain boundaries with the increasing
measured temperature, thus resulting in increased electrical conductivity and decreased
grain boundary resistance [51,52].
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Figure 4. Nyquist diagrams of complex-plane of the CBTi-BFO films with annealing temperature of
(a) 450, (b) 500, (c) 550, (d) 600 °C measured at 20 V under four measured temperatures.

In order to compare the impedance differences of the four samples in more detail, we
separately take out the impedance diagrams tested at 300 °C and showed them in Figure 5a.
It can be seen that Ry, of CBTi-BFO films gradually increases with a decreasing annealing
temperature, indicating that the charge carrier concentration decreases in low-temperature
annealed samples [53].

Generally, the energy required for carriers to cross the energy barrier is called conduc-
tive activation energy (E;), which can be calculated by Arrhenius formula:

o = opexp(—Ea/kgT) )

where T, 0, E; and kg are the measuring temperature on the Kelvin scale, preexponential
factor, activation energy and Boltzmann constant, respectively. The plots of In(c) as a
function of 1000/T for the films and linear fittings are shown in Figure 5b. The activation
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energies (E,) obtained from the slopes of fitting lines for films annealing at 450, 500, 550,
600 °C are estimated to be 1.21, 0.84, 0.68, 0.66 eV, respectively. Generally, the higher value
of activation energy means fewer defects exist in the film [54]. Thus, we can deduce that the
sample with the lowest annealing temperature has the least defects. Combining the above
two points, it can be seen that CBTi-BFO with lowest annealing temperature possesses the
smallest charge carrier concentration and fewer defects, which contribute greatly to the
observed highest intrinsic breakdown field in this film.
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Figure 5. (a) The impedance and fit result of CBTi-BFO films measured at 300 °C. (b) Arrhenius plots
of CBTi-BFO films annealing at different temperatures.

For practical application, the requirement of reliability and stability is emphasized,
such as under high/low temperature, high/low frequency and long-term working
environments. Thus, in view of the CBTi-BFO film annealing at 500 °C possessing
large Wrec and 7 among all samples, further investigations are carried out on it under
an electric field of 2500 kV-cm™!. Firstly, the temperature stability of the CBTi-BFO
film annealing at 500 °C is measured. The bipolar P-E loops of the film measured
from relatively low temperature of —25 °C to ultrahigh temperature of 200 °C are
displayed in Figure 6a. For the purpose of expressing the variation of polarization more
clearly, the unipolar hysteresis loop diagrams’ dependence on temperature is drawn in
Figure 6d. It can be seen that the Pmax value varies slightly from 42.62 to 45.89 uC cm 2.
Correspondingly, Wiec values are slightly increased by 2% from 44.88 to 45.84 J-cm 3
and 7 is reduced by 6% from 80.04 to 75.19% with temperature increasing, as shown in
Figure 6g. The aforesaid energy storage performance of the film shows good temperature
stability, which is adequate to meet the demands of applications in extreme environments
(capacitors used in underground industrial instruments need to work at temperatures
higher than 150 °C and the inverter must work at about 140 °C in HEV) [55-57]. Besides,
frequency dependence of the energy storage behavior is also researched at 2500 kV-cm 1.
Figure 6b, e are the bipolar and unipolar hysteresis loops measured at the frequency
range of 500 Hz to 20 kHz, respectively; and the corresponding energy performance Wiec
and 7 are shown in Figure 6h. Clearly, the P-E loop can maintain a slim feature and no
discernible decline in energy storage performance can be discovered. Even though the
frequency rises from 500 Hz to 20 kHz, the W and 7 values slightly drop from 48.71 to
43.80 ]'cm*?’ and 83.94 to 77.47%, respectively, indicating that a good frequency stability
can be realized. Furthermore, to assess the long-term charging—discharging stability of
dielectric capacitors, the fatigue endurance should be investigated. The P-E loops of
CBTi-BFO film annealing at 500 °C over 107 charge-discharge cycles are exhibited in
Figure 6¢, f. It can be seen that there is no obvious change in the hysteresis loops. The
corresponding Wrec and an excellent 7 present a negligible degradation with 1% and 0.3%
as shown in Figure 6i. The observed superior antifatigue feature is closely related to the
(Bi20,)%* layer in the Aurivillius phase, which has a good insulating effect inhibiting the
flow and generation of leakage charges during the repeated polarization process. Thus,
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the Aurivillius phase can more effectively suppress the electrical breakdown during the
fatigue process and improve the anti-fatigue performance.
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Figure 6. CBTi-BFO thin film annealed at 500 °C: (a—c) bipolar P-E hysteresis loops measured at
different temperatures/frequencies/switching cycles; (d—f) unipolar P-E hysteresis loops of CBTi-
BFO films at different temperatures/frequencies/switching cycles; (g-i) the changes of Wyec and 7
depending on temperature/frequencies/switching cycles.

Figure 7 summarizes a serious of results on the energy storage performance of Aurivil-
lius ferroelectric films [12,13,27,28,58—60]. In this study, the CBTi-BFO thin film annealing
at 500 °C possesses a relatively high 1 (~78%) superior than BaLag »Bi3 gTisO15 (BLBT~60%)
and Bi3.25La0'75Ti3012/BiFe03 /Big'25LaOI75Ti3012 (BLT/BFO/BLT~74O/0), but inferior to
BazBi4Ti50]8 (BBT~920/0), 0.6BaTiO3-0.4Bi3A25La0A75Ti4012 (06BT—04BLT~840/0), CaBisz209
(CBNO~82%), SrpBiygTisO15 (SBT~81%), BizsLag 75 Ti3O12-BiFeO3 (BLT-BFO~80%). In con-
trast, its Wyec clearly outperforms the surveyed dielectric systems with a high 7. That is, the
CBTi-BFO thin film annealing at 500 °C has excellent comprehensive properties, namely, a
good balance between Wye. and 17. Meanwhile, the film has a great Ey, (~3596 kV-em 1) ata
high level. Taken together, the CBTi-BFO thin film annealing at 500 °C is a good candidate
for application in energy storage devices.
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Figure 7. Summary of recently reported the core parameters of E},, Wrec and 7 for energy storage
properties of representative Aurivillius ferroelectrics film [12,13,27,28,58-60].

4. Conclusions

In this work, a series of CBTi-BFO thin films are prepared by chemical solution
deposition under different annealing temperatures. We found that by optimizing the
microstructures and crystalline structure of films via adjusting the annealing temperature,
the electrical properties and energy storage performance can be greatly improved, especially
in the film with a relatively lower annealing temperature. In the annealing temperature of
500-550 °C, CBTi-BFO thin films demonstrates a polycrystalline bismuth layered structure
without any second phase. The CBTi-BFO with the lowest annealing temperature has the
smallest carrier concentration and fewer defects, which greatly contribute to the highest
intrinsic breakdown field of this film. Here, ultrahigh energy storage density of Wiec
(~82.8J-cm—3) and 1 (~78.3%) are achieved in the CBTi-BFO film that annealed at 500 °C.
The excellent energy storage performance can be ascribed to its uniform fine grain size. The
film also shows superior thermal stability (from —25 to 200 °C), frequency stability (from
500 Hz to 20 kHz) and fatigue endurance (after 107 switching cycles). In a word, annealing
temperature plays an important part in performance tuning, which is a vital factor needed
to be considered for preparing thin film capacitors with high energy storage characteristics.

Author Contributions: Conceptualization, C.Y., S.H. and L.L.; methodology, C.Y.; investigation,
T.L., WW.,, J.Q. and Q.L.; resources, C.Y.; data curation, T.L., W.W. and M.E; writing—original draft
preparation, T.L. and W.W.; writing—review and editing, C.Y. and S.H.; supervision, C.Y., S.H. and
L.L. All authors have read and agreed to the published version of the manuscript.

Funding: This work was supported by the National Natural Science Foundation of China (Grant
Nos. 51972144, and U1806221), the Shandong Provincial Natural Science Foundation (Grant No.
ZR2020KA003), the Project of “20 Items of University” of Jinan (Grant Nos. T202009 and T201907),

and the Synergetic Innovation Center Research Project (Grant No. WJGTT-XT2), the Introduction
Program of Senior Foreign Experts (G2021024003L).

Data Availability Statement: Not applicable.

Conflicts of Interest: The authors declare no conflict of interest.

76



Nanomaterials 2022, 12, 730

References

1. Yan, FE; Huang, KW, Jiang, T.; Zhou, X.F; Shi, Y.J.; Ge, G.L.; Shen, B.; Zhai, ].W. Significantly enhanced energy storage density
and efficiency of BNT-based perovskite ceramics via A-site defect engineering. Energy Storage Mater. 2020, 30, 392-400. [CrossRef]

2. Yao, Z.H.; Song, Z.; Hao, H.; Yu, Z.Y.; Cao, M.; Zhang, S.; Lanagan, M.T.; Liu, H.X. Homogeneous/Inhomogeneous-Structured
Dielectrics and Their Energy-Storage Performances. Adv. Mater. 2017, 29, 1601727. [CrossRef] [PubMed]

3. Yan, F; Shi, YJ.; Zhou, X.E; Zhu, K,; Shen, B.; Zhai, ].W. Optimization of polarization and electric field of bismuth ferrite-based
ceramics for capacitor applications. Chem. Eng. ]. 2021, 417, 127945. [CrossRef]

4. Silva,].PB.;Silva, ].M.B.; Oliveira, M.].S.; Weingértner, T.; Sekhar, K.C.; Pereira, M.; Gomes, M.].M. High-Performance Ferroelectric-
Dielectric Multilayered Thin Films for Energy Storage Capacitors. Adv. Funct. Mater. 2018, 29, 1807196. [CrossRef]

5. Wang, WW.; Qian, J.; Geng, C.H.; Fan, M.],; Yang, C.H.; Lu, L.C.; Cheng, Z.X. Flexible Lead-Free Bag 55r( 5TiO3/0.4BiFeOs-
0.65rTiO3 Dielectric Film Capacitor with High Energy Storage Performance. Nanomaterials 2021, 11, 3065. [CrossRef] [PubMed]

6. Wang, G; Lu, ZL,; Li, Y,; Li, LH,; Ji, H.F; Feteira, A.; Zhou, D.; Wang, D.W.; Zhang, S.J.; Reaney, M. Electroceramics for
High-Energy Density Capacitors: Current Status and Future Perspectives. Chem. Rev. 2021, 121, 6124-6172. [CrossRef] [PubMed]

7. Palneedi, H.; Peddigari, M.; Hwang, G.-T; Jeong, D.-Y.; Ryu, J. High-Performance Dielectric Ceramic Films for Energy Storage
Capacitors: Progress and Outlook. Adv. Funct. Mater. 2018, 28, 1803665. [CrossRef]

8. Qian, J.; Han, YJ.; Yang, C.H.; Lv, PP; Zhang, X.F; Feng, C.; Lin, X.J.; Huang, S.F; Cheng, X.; Cheng, Z.X. Energy storage
performance of flexible NKBT/NKBT-ST multilayer film capacitor by interface engineering. Nano Energy 2020, 74, 104862.
[CrossRef]

9.  Chu, BJ; Zhou, X,; Ren, K.L.; Neese, B.; Lin, M.; Wang, Q.; Bauer, F.; Zhang, Q.M. A Dielectric Polymer with High Electric Energy
Density and Fast Discharge Speed. Science 2006, 313, 334-336. [CrossRef]

10. Fan, Z].; Li, L.L.; Mei, X.S.; Zhao, E; Li, H].; Zhuo, X.S.; Zhang, X.F; Lu, Y.; Zhang, L.; Liu, M. Multilayer ceramic film capacitors
for high performance energy storage: Progress and outlook. J. Mater. Chem. A 2021, 9, 946. [CrossRef]

11.  Dang, Z.M. Dielectric Polymer Materials for High-Density Energy Storage; William Andrew: Norwich, NY, USA, 2018.

12.  Yang, B.B.; Guo, M.Y.; Tang, X.W.; Wei, RH.; Hu, L.; Yang, J.; Song, WH.; Dai, ].M.; Lou, X.J.; Zhu, X.B.; et al. Lead-free
A,Biy Ti5Oqg thin film capacitors (A = Ba and Sr) with large energy storage density, high efficiency, and excellent thermal stability.
J. Mater. Chem. C 2019, 7, 1888-1895. [CrossRef]

13.  Yang, B.B.; Guo, M.Y,; Jin, L.H.; Tang, X.W.; Wei, R.H.; Hu, L.; Yang, J.; Song, W.H.; Dai, ].M.; Lou, X.J.; et al. Ultrahigh energy
storage in lead-free BiFeO3/Bi3 p5Lag 75 Ti3O1, thin film capacitors by solution processing. Appl. Phys. Lett. 2018, 112, 033904.
[CrossRef]

14.  Chen, P; Chu, B.J. Improvement of dielectric and energy storage properties in Bi(Mg; /,Ti; /2)O3-modified (Nay /,Bi /2)0.92Bag 03 TiO3
ceramics. J. Eur. Ceram. Soc. 2016, 36, 81-88. [CrossRef]

15.  Burn, I; Smyth, D.M. Energy Storage in Ceramic Dielectrics. ]. Mater. Sci. 1972, 7, 339-343. [CrossRef]

16. Lv, PP; Yang, C.H.; Qian, J.; Wu, H.T,; Huang, S.F.; Cheng, X.; Cheng, Z.X. Flexible Lead-Free Perovskite Oxide Multilayer
Film Capacitor Based on (Nag 8K 2)0.5Bip 5 TiO3/Bag 5510 5(Tip.97Mng 03)O3 for High-Performance Dielectric Energy Storage. Adv.
Energy Mater. 2020, 10, 1904229. [CrossRef]

17.  Zhao, L,; Liu, Q; Gao, J.; Zhang, S.; Li, ].F. Lead-Free Antiferroelectric Silver Niobate Tantalate with High Energy Storage
Performance. Adv. Mater. 2017, 29, 1701824. [CrossRef]

18. Li, Y.Z,;Lin, J.L; Bai, Y,; Li, Y.X.; Zhang, Z.D.; Wang, Z.]. Ultrahigh-Energy Storage Properties of (PbCa)ZrO3 Antiferroelectric
Thin Films via Constructing a Pyrochlore Nanocrystalline Structure. ACS Nano 2020, 14, 6857-6865. [CrossRef]

19. Qi, H.; Xie, A; Tian, A.; Zuo, R. Superior Energy-Storage Capacitors with Simultaneously Giant Energy Density and Efficiency
Using Nanodomain Engineered BiFeO3-BaTiO3-NaNbOj; Lead-Free Bulk Ferroelectrics. Adv. Energy Mater. 2020, 10, 1903338.
[CrossRef]

20. Kato, K.; Zheng, C.; Finder, ].M.; Dey, S.K. Sol-Gel Route to Ferroelectric Layer-Structured Perovskite SrBi;TayOg and SrBi;NbyOg
Thin Films. J. Am. Ceram. Soc. 1998, 81, 1869-1875. [CrossRef]

21. Osaka, T.; Sakakibara, A.; Seki, T.; Ono, S.; Koiwa, I.; Hashimoto, A. Phase Transition in Ferroelectric SrBi; TayOg Thin Films with
Change of Heat-treatment Temperature. Jpn. J. Appl. Phys. 1998, 37, 597-601. [CrossRef]

22.  Cheng, C.-M.; Chen, K.-H.; Tsai, J.-H.; Wu, C.-L. Solution-based fabrication and electrical properties of CaBi;TiO;5 thin films.
Ceram. Int. 2012, 38, S87-S90. [CrossRef]

23.  Dubey, S.; Kurchania, R. Study of dielectric and ferroelectric properties of five-layer Aurivillius oxides: A;BigTisO1g (A = Ba, Pb
and Sr) synthesized by solution combustion route. Bull. Mater. Sci. 2015, 38, 1881-1889. [CrossRef]

24. Park, B.H.;Kang, B.S.; Bu, S.D.; Noh, T.W.; Lee, ].; Jo, W. Lanthanum-substituted bismuth titanate for use in non-volatile memories.
Nature 1999, 401, 682-684. [CrossRef]

25.  Scott, J.E; Ross, EM.; Paz de Araujo, C.A.; Scott, M.C.; Huffman, M. Structure and Device Characteristics of SrBi; TapOg-Based
Nonvolatile Random-Access Memories. MRS Bull. 1996, 21, 33-39. [CrossRef]

26. Shet, T.; Bhimireddi, R.; Varma, K.B.R. Grain size-dependent dielectric, piezoelectric and ferroelectric properties of Sr,Bis TisO;g
ceramics. J. Mater. Sci. 2016, 51, 9253-9266. [CrossRef]

27.  Yang, B.B.; Guo, M.Y;; Song, D.P,; Tang, X.W.; Wei, R H.; Hu, L.; Yang, J.; Song, W.H.; Dai, ].M.; Lou, X.J.; et al. Biz p5Lag 75Ti3O12

thin film capacitors for energy storage applications. Appl. Phys. Lett. 2017, 111, 183903. [CrossRef]

77



Nanomaterials 2022, 12, 730

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42,

43.

44.

45.
46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

Pan, Z.B.; Wang, P.; Hou, X.; Yao, L.M.; Zhang, G.Z.; Wang, J.; Liu, ].J.; Shen, M.; Zhang, Y.J.; Jiang, S.L.; et al. Fatigue-Free
Aurivillius Phase Ferroelectric Thin Films with Ultrahigh Energy Storage Performance. Adv. Energy Mater. 2020, 10, 2001536.
[CrossRef]

Tomar, M.S.; Melgarejo, R.E.; Hidalgo, A.; Mazumder, S.B.; Katiyar, R.S. Structural and ferroelectric studies of Biz 44Lag 56 TizO12
films. Appl. Phys. Lett. 2003, 83, 341. [CrossRef]

Do, D.; Kim, S.S.; Kim, ].W.; Lee, Y.I; Bhalla, A.S. Orientation Dependence of Ferroelectric and Dielectric Properties in CaBigTi4O15
Thin Films. Integr. Ferroelectr. 2009, 105, 99-106. [CrossRef]

Kato, K.; Suzuki, K.; Nishizawa, K.; Miki, T. Ferroelectric properties of alkoxy-derived CaBisTi4O;5 thin films on Pt-passivated Si.
Appl. Phys. Lett. 2001, 78, 1119. [CrossRef]

Kato, K.; Fu, D.; Suzuki, K.; Tanaka, K.; Nishizawa, K.; Miki, T. Ferro- and piezoelectric properties of polar-axis-oriented
CaBiyTiyOy5 films. Appl. Phys. Lett. 2004, 84, 3771. [CrossRef]

Kato, K.; Tanaka, K.; Suzuki, K.; Kimura, T.; Nishizawa, K.; Miki, T. Impact of oxygen ambient on ferroelectric properties of
polar-axis-oriented CaBiyTizOs5 films. Appl. Phys. Lett. 2005, 86, 112901. [CrossRef]

Kim, S.S.; Kim, W.-]. Electrical properties of sol-gel derived pyrochlore-type bismuth magnesium niobate Bi(Mgj /3Nb;/3)2,07
thin films. J. Cryst. Growth 2005, 281, 432—439. [CrossRef]

Kim, S.S.; Park, M.H.; Chung, ].K.; Kim, W.-]. Structural study of a sol-gel derived pyrochlore Bi, Ti;O7 using a Rietveld analysis
method based on neutron scattering studies. J. Appl. Phys. 2009, 105, 061641. [CrossRef]

Cho, S.Y;; Choi, G.P; Jeon, D.H_; Johnson, T.A.; Lee, M.K; Lee, G.J.; Bu, S.D. Effects of excess Bi,O3 on grain orientation and
electrical properties of CaBisTi4O15 ceramics. Curr. Appl. Phys. 2015, 15, 1332-1336. [CrossRef]

kato, k.; Suzuki, k.; tanaka, k.; Fu, D.; Nishizawa, k.; Miki, T. Effect of amorphous TiO, buffer layer on the phase formation of
CaBi4 TiyOy5 ferroelectric thin films. Appl. Phys. A 2005, 81, 861-864. [CrossRef]

Jiao, L.L.; Liu, ZM.; Hu, G.D.; Cui, S.G,; Jin, Z.].; Wang, Q.; Wu, W.B.; Yang, C.H. Low-Temperature Fabrication and Enhanced
Ferro- and Piezoelectric Properties of Biz 7Ndg 3Ti3O1, Films on Indium Tin Oxide/Glass Substrates. ]. Am. Ceram. Soc. 2009,
92, 1556-1559. [CrossRef]

Zheng, X.J.; Yang, Z.Y.; Zhou, Y.C. Residual stresses in Pb(Zrg 5, Tip 45)O3 thin films deposited by metal organic decomposition.
Scr. Mater. 2003, 49, 71-76. [CrossRef]

Hu, G.D. Orientation dependence of ferroelectric and piezoelectric properties of Biz 15Ndg g5 Ti3O17 thin films on Pt(100) / TiO, /SiO, /Si
substrates. J. Appl. Phys. 2006, 100, 096109. [CrossRef]

Yan, J.; Hu, G.D.; Liu, ZM.; Fan, S.H.; Zhou, Y.; Yang, C.H.; Wu, W.B. Enhanced ferroelectric properties of predominantly
(100)-oriented CaBisTizO;5 thin films on Pt/Ti/SiO, /Si substrates. J. Appl. Phys. 2008, 103, 056109. [CrossRef]

Hu, G.L.; Ma, C.R.;; Wei, W.Z.; Sun, X,; Lu, L.; Mi, S.B.; Liu, M.; Ma, B.H.; Wu, ] ; Jia, C.L. Enhanced energy density with a wide
thermal stability in epitaxial PbggpLag 03Zrg 52 Tip 4803 thin films. Appl. Phys. Lett. 2016, 109, 193904. [CrossRef]

Xu, E; Trolier-McKinstry, S.; Ren, W.; Xu, B.M.; Xie, Z.-L.; Hemker, K.J. Domain wall motion and its contribution to the dielectric
and piezoelectric properties of lead zirconate titanate films. J. Appl. Phys. 2001, 89, 1336-1348. [CrossRef]

Cruz, ].PD.L.; Joanni, E.; Vilarinho, PM.; Kholkin, A.L. Thickness effect on the dielectric, ferroelectric, and piezoelectric properties
of ferroelectric lead zirconate titanate thin films. J. Appl. Phys. 2010, 108, 114106. [CrossRef]

Weibull, W. A Statistical Distribution Function of Wide Applicability. J. Appl. Mech. 1951, 73,293-297. [CrossRef]

Tunkasiri, T.; Rujijanagul, G. Dielectric Strength of Fine Grained Barium Titanate Ceramics. ]. Mater. Sci. Lett. 1996, 15, 1767-1769.
[CrossRef]

Waser, R. TrI4: The Role of Grain Boundaries in Conduction and Breakdown of Perovskite-Type Titanates. Ferroelectrics 1992,
133,109-114. [CrossRef]

Frey, M.H.; Xu, Z.; Han, P.; Payne, D.A. The role of interfaces on an apparent grain size effect on the dielectric properties for
ferroelectric barium titanate ceramics. Ferroelectrics 1998, 206, 337. [CrossRef]

Hoshina, T.; Furuta, T.; Kigoshi, Y.; Hatta, S.; Horiuchi, N.; Takeda, H.; Tsurumi, T. Size Effect of Nanograined BaTiO3 Ceramics
Fabricated by Aerosol Deposition Method. Jpn. J. Appl. Phys. 2010, 49, 09MCO02. [CrossRef]

Deng, X.Y.; Wang, X.H.; Wen, H.; Chen, L.L.; Chen, L.; Li, L.T. Ferroelectric properties of nanocrystalline barium titanate ceramics.
Appl. Phys. Lett. 2006, 88, 252905. [CrossRef]

Sarkar, S.; Jana, PK.; Chaudhuri, B.K. Colossal internal barrier layer capacitance effect in polycrystalline copper (II) oxide. Appl.
Phys. Lett. 2008, 92, 022905. [CrossRef]

Yang, C.H.; Feng, C.; Lv, P.P; Qian, J.; Han, Y.J.; Lin, X.].; Huang, S.F.; Cheng, X.; Cheng, Z.X. Coexistence of giant positive and
large negative electrocaloric effects in lead-free ferroelectric thin film for continuous solid-state refrigeration. Nano Energy 2021,
88,106222. [CrossRef]

Wang, X.Z.; Huan, Y.; Zhao, P.Y.; Liu, X.M.; Wei, T.; Zhang, Q.W.; Wang, X.H. Optimizing the grain size and grain boundary
morphology of (K,Na) NbOs-based ceramics: Paving the way for ultrahigh energy storage capacitors. J. Mater. 2021, 7, 780-789.
[CrossRef]

Chao, X.L.; Ren, X.D.; Zhang, X.S.; Peng, Z.H.; Wang, ].J.; Liang, PF; Wu, D.; Yang, Z.P. Excellent optical transparency of
potassium-sodium niobate-based lead-free relaxor ceramics induced by fine grains. J. Eur. Ceram. Soc. 2019, 39, 3684-3692.
[CrossRef]

Watson, J.; Castro, G. High-Temperature Electronics Pose Design and Reliability Challenges. Analog Dialog. 2012, 46, 1-9.

78



Nanomaterials 2022, 12, 730

56.

57.

58.

59.

60.

Johnson, RW.; Evans, J.L.; Jacobsen, P.; Thompson, J.R.; Christopher, M. The Changing Automotive Environment: High-
Temperature Electronics. IEEE Trans. Electron. Packag. Manuf. 2005, 27, 164-176. [CrossRef]

Li, Q.; Chen, L.; Gadinski, M.R.; Zhang, S.H.; Zhang, G.Z.; Li, H.U.; lagodkine, E.; Haque, A.; Chen, L.-Q.; Jackson, T.N.; et al.
Flexible high-temperature dielectric materials from polymer nanocomposites. Nature 2015, 523, 576-579. [CrossRef]

Yan, ].; Wang, Y.L.; Wang, C.M.; Ouyang, J. Boosting energy storage performance of low-temperature sputtered CaBi;Nb,Og thin
film capacitors via rapid thermal annealing. . Adv. Ceram. 2021, 10, 627-635. [CrossRef]

Yang, B.B.; Guo, M.Y,; Song, D.P; Tang, X.W.; Wei, R.H.; Hu, L.; Yang, J.; Song, W.H.; Dai, ].M.; Lou, X.J.; et al. Energy storage
properties in BaTiO3-Bi3 »5Lag 75 TizO15 thin films. Appl. Phys. Lett. 2018, 113, 183902. [CrossRef]

Tang, Z.; Chen, ].Y.; Yang, B.; Zhao, S.E. Energy storage performances regulated by layer selection engineering for doping in
multi-layered perovskite relaxor ferroelectric films. Appl. Phys. Lett. 2019, 114, 163901. [CrossRef]

79






nanomaterials

Article

Magnonic Metamaterials for Spin-Wave Control with
Inhomogeneous Dzyaloshinskii-Moriya Interactions

Fengjun Zhuo "2, Hang Li "*, Zhenxiang Cheng ** and Aurélien Manchon %*

Citation: Zhuo, F; Li, H.; Cheng, Z.;
Manchon, A. Magnonic
Metamaterials for Spin-Wave Control
with Inhomogeneous
Dzyaloshinskii-Moriya Interactions.
Nanomaterials 2022, 12,1159. https://
doi.org/10.3390 /nan012071159

Academic Editor: José Antonio
Sanchez-Gil

Received: 17 February 2022
Accepted: 28 March 2022
Published: 31 March 2022

Publisher’s Note: MDPI stays neutral
with regard to jurisdictional claims in
published maps and institutional affil-

iations.

Copyright: © 2022 by the authors.
Licensee MDPI, Basel, Switzerland.
This article is an open access article
distributed under the terms and
conditions of the Creative Commons
Attribution (CC BY) license (https://
creativecommons.org/licenses /by /
4.0/).

School of Physics and Electronics, Henan University, Kaifeng 475004, China; fengjun.zhuo@kaust.edu.sa
Physical Science and Engineering Division (PSE), King Abdullah University of Science and Technology
(KAUST), Thuwal 23955-6900, Saudi Arabia

Institute for Superconducting and Electronic Materials, Australian Institute of Innovative Materials,
Innovation Campus, University of Wollongong, Squires Way, North Wollongong, NSW 2500, Australia

4 Aix Marseille University, CNRS, CINAM, 13288 Marseille, France

Correspondence: hang.li@vip.henu.edu.cn (H.L.); cheng@uow.edu.au (Z.C.);
aurelien.manchon@univ-amu.fr (A.M.)

Abstract: A magnonic metamaterial in the presence of spatially modulated Dzyaloshinskii-Moriya
interaction is theoretically proposed and demonstrated by micromagnetic simulations. By analogy
to the fields of photonics, we first establish magnonic Snell’s law for spin waves passing through
an interface between two media with different dispersion relations due to different Dzyaloshinskii—
Moriya interactions. Based on magnonic Snell’s law, we find that spin waves can experience total
internal reflection. The critical angle of total internal reflection is strongly dependent on the sign
and strength of Dzyaloshinskii-Moriya interaction. Furthermore, spin-wave beam fiber and spin-
wave lens are designed by utilizing the artificial magnonic metamaterials with inhomogeneous
Dzyaloshinskii-Moriya interactions. Our findings open up a rich field of spin waves manipulation
for prospective applications in magnonics.

Keywords: spin waves; Dzyaloshinskii-Moriya interaction; ferromagnetism; spintronics

1. Introduction

Magnonics (or magnon spintronics) is an emerging field concentrating on the genera-
tion, detection and manipulation of magnons, the quanta of spin-wave, in ferromagnetic or
antiferromagnetic metals and insulators [1-9]. As spin waves in magnetic insulators exhibit
both low energy dissipation and long coherence length, these constitute a competitive alter-
native to electronic devices and are deemed to be a promising candidate as a high-quality
information carrier [10-13]. Over the past decades, many properties of spin waves have
been demonstrated experimentally, in analogy with electromagnetic waves: excitation and
propagation [14-18], reflection and refraction [19-22], interference and diffraction [23-25]
and tunneling and the Doppler effect [26-28].

Thus, far, based on recent progress in the fabrication of magnetic nanostructures, various
device concepts have been proposed, such as spin-wave logic gates and circuits [10,29,30],
waveguides [31,32], multiplexors [33], splitter [34] and diodes [35]. The implementations
of those devices is usually achieved by the application of external local magnetic fields [26],
spin current [28,36] and magnetic textures (for example, the chiral domain wall) [29,31,37] to
control the dispersion relation of spin waves, thereby, steering the spin-wave propagation
properties. Despite the soundness of the concepts, however, there are some inherent
drawbacks and obstacles to applications. First, generating a local high-frequency magnetic
field on micro-sized devices complicates the structure design, and the local field is often
spatially inhomogeneous, which can inhibit the benefits of the device [38]. In addition,
unstable magnetic textures under external excitation and at room temperature may give
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rise to poor reliability and high bit-error rates. Therefore, it is desirable to find a new
method to manipulate the propagation of spin waves.

Recent discoveries in graded-index magnonics and magnonic metamaterials provide
a new way to manipulate spin-wave propagation [39,40], which is inspired by the fields
of graded-index photonics (or photonic metamaterials) [41-43]. The core idea of graded-
index magnonics is to manipulate spin-wave propagation by designing a spatially varied
magnonic refractive index. In magnetic thin films with in-plane magnetization, the spin-
wave dispersion relation described by the Landau-Lifshitz-Gilbert (LLG) equation exhibits
a much more complex structure compared to the isotropic dispersion relation of light. This
offers extremely rich opportunities to modulate the magnonic refractive index.

Up to now, it has been shown that the graded magnonic refractive index can be created
by modification of the material properties, such as non-uniform saturation magnetization
or exchange constant [44—47], the magnetic anisotropy [19,20] or the internal magnetic
field [37,48]. This index can be also achieved by utilizing a non-uniform external magnetic
field [39,49-51], electric field (voltage) [52,53] or temperature [54,55]. Therefore, graded-
index magnonics are expected to overcome the current limitation of magnonics and pave
feasible routes for the implementation of spin-wave devices.

In this paper, we theoretically propose a magnonic metamaterial, in which we modu-
late the refractive index of spin waves with the inhomogeneous Dzyaloshinskii-Moriya
interaction (DMI) to avoid a barely controllable local magnetic field and unstable mag-
netic textures. The DMI is an antisymmetric exchange interaction arising from the lack of
structural inversion symmetry in magnetic films [56,57]. It has been found both for bulk
materials [58-60] and magnetic interfaces [61].

Here, we focus on a spatial inhomogeneous interfacial DMI present in ferromag-
net/heavy metal (FM/HM) bilayers realized by tuning the thickness of ferromagnetic layer
or HM layer [62-65], the degree of hybridization between 3d-5d states [66] or utilizing a
local gating [67]. We begin our work by rapidly deriving the spin-wave dispersion relation
with spatially modulated DMI. Then, we further study spin-wave refraction and reflection
at the interface between two magnetic media with different DMI and build a generalized
Snell’s law of spin waves, similar to Snell’s law in optics.

According to the magnonic Snell’s law, spin-wave can also experience total internal
reflection (TIR) at the DMI step interface when their incident angle is larger than a critical
value (i.e., the critical angle). Moreover, magnonic Snell’s law and TIR are observed and
confirmed by micromagnetic simulations. Utilizing the artificial magnonic metamaterials
based on spatially modulated DMI, a spin-wave fiber owing to TIR (which can transmit
spin waves over a long distance) and a spin-wave lens holding tremendous possibility to
build spin-wave circuits are proposed as proofs of concept.

The paper is organized as follows. In Section 2, we introduce our theoretical model
and method. Detailed results of micromagnetic simulations are presented in Section 3.
Then, we discuss the realization of spin-wave fibers and lenses in Section 4. Finally, we end
the paper with a summary in Section 5.

2. Analytical Model
2.1. Magnonic Snell’s Law

We consider a thin magnetic film in the x — y plane with the thickness much smaller
than lateral dimensions of the film (L; < Ly, Ly), whose initial magnetization is homo-
geneous along the § direction. The magnetization dynamics are governed by the LLG
Equation [68],

om v om

ﬁZ_EmXHeﬂ—i_amX?’ (1)
where m is the unit direction of local magnetization M = Ms;m with a saturation magneti-
zation M. a is the phenomenological Gilbert damping constant, and 7y is the gyromagnetic
ratio. Here, H,rf = A*V2m — D*(x)(2 x V) x m — K*m, ¥ is the effective field [69], and
A* = 2A/uyMs, D*(x) = 2D(x)/poMs, K* = 2K/pgMs. A is the symmetric exchange
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constant, D(x) is the interfacial antisymmetric DMI constant spatially inhomogeneous
along the x direction, K is the in-plane anisotropy and yy is the permeability of vacuum.
Under the perturbative approximation, the small-amplitude spin waves propagating in the
x — y plane take the following form [70]:

m = §+ dmexp [i(k.? — wt)], 2)

where ém = (émy,0,6m;) is the spin-wave contribution to magnetization (|ém| < 1).
0k = (ky, ky, 0) is the spin-wave wavevector. Considering the system shown in Figure 1,
we use a DMI step (i.e., D = D; in medium A and D = D, in medium B) to induce a
difference in spin-wave dispersion relations between two magnetic domains. Inserting
Equation (2) into Equation (1) and neglecting higher order terms, we obtain the spin-wave
dispersion relation in each region [71,72],

w(ky) = ypo(K* + A*K; — Dykny), €)

with D} = 2Dy /puoMs and ky = /K . + 12 . The spin-wave group velocity is vgn =
dw/dky, = 2A*Kg,n, where kgn = ky — 6,9 and 6, = D;;/2A*. To simplify the model,
we assume that the group velocity is parallel to the phase velocity at each point of the
dispersion relation—that is to say, the dispersion relation is isotropic.

Equation (3) represents an isofrequency circle with radius kg, in momentum space,
whose center deviates from the origin by J,, in —§ direction as illustrated in Figure 2a.
Nevertheless, in the magnetic films with in-plane magnetization, the spin-wave dispersion
relation is anisotropic at low frequencies, where dipolar contribution dominates. When
increasing frequency, the isofrequency contours smoothly transform through elliptical to
almost circular. Consequently, the dispersion relation is isotropic as determined by the
exchange interactions at high frequencies. In the following simulations, we use quite high
frequency spin waves (100 GHz), and thus the spin-wave dynamic is determined by the
exchange interactions.

\

Figure 1. Schematic illustration of spin-wave transmission and reflection at an interface between
media A and B with different interfacial DMI in a thin YIG film. The interfacial DMI step here is
realized by utilizing two different HM layers (HM; and HMj) below the YIG film. The blue arrows
along the § direction denote the magnetization m. k;, k; and k; are the wave vectors of the incident,
refracted and reflected spin-wave shown as the yellow and red arrows, respectively. 6;,, denote
their angles with respect to the interface normal. The red double-headed arrow shows the Gaussian
distribution AC Magnetic field h(t) exciting the spin-wave.
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Figure 2. (a) Schematic illustrations of reflection and refraction of spin-wave at an interface between
two different media in wave vector (ky — ky) space. The pink and green circles indicate the individual
frequency contours of the allowed modes in the same-color-coded media A and B, respectively. The
color-coded arrows denote the spin-wave vectors k propagating in each medium, as indicated by
the incident (pink) and refracted (green) rays. The blue arrow denotes the critical angle. (b) Phase
diagrams of critical angle 6¢ in the D; — D; plane. No TIR exists in the white regions. (c) Critical
angle 0, as a function of DMI constants D, with a fixed DMI constant D; = 4 x 1073 J/m?. The
symbols (red squares) are simulation data, and the solid curve represents the analytical results of
Equation (5).

Based on translation symmetry considerations, the refraction angle obeys the general-
ized Snell’s law, which guarantees continuity of the tangential components of the k vector
across the DMI step interface along the j axis, such that k; , = ki, [19,20,37]. Consequently,
the generalized magnonic Snell’s law based on modifying the dispersion relation with
inhomogeneous DMI can be rewritten in the following form:

kg,i sin0; + 6; = kg sin6; + &, (4)

where kg = \/(w/vpo — K*)/ A* + 62 is the value of kg ,. Here, the generalized Snell’s
law shown in Equation (4) is derived for an interface between two spin-wave media with
different material parameters (interfacial DMI), which can be viewed as graded-index
magnonic metamaterials. However, this is different from Snell’s laws based on the interface
inside magnetic textures, such as chiral domain walls (the interface formed by two opposite
magnetic domains) [37].

2.2. Total Internal Reflection

Analogously to the case of electromagnetic waves in photonics or acoustic waves in
phononics, spin waves are also expected to be completely reflected by the interface when a
spin-wave travels from a denser medium with a higher refractive index to a thinner medium
with a lower refractive index known as TIR. TIR occurs when the incident angle 6; > 6.,
where 6 is often called the critical angle. When 6; = 0, the refracted spin-wave travels
along the interface between the two media or the angle of refraction 6; is 71/2. According
to the magnonic Snell’s law in Equation (4), the critical angle can be expressed as

Kot — 0
0, = arcsin( gkt ), (5)

8

where 6 = J; — J;. Specifically, Equation (5) shows that 6. equals 77/2 when the DMI is
homogenous (D; = Dy), i.e,, all incident spin waves are fully transmitted and no reflection
occurs. Furthermore, when 4 (the difference between DMI in two regions) is chosen to
be large enough, a gap falls in between the two isofrequency circles and TIR occurs at
all incident angles (i.e., 6. = 0). Equations (4) and (5) are the main analytical results in
our paper.

84



Nanomaterials 2022, 12, 1159

3. Micromagnetic Simulations

To test the validity of these analytical findings in realistic situations, micromagnetic
simulations have been proven to be an efficient tool for the investigation of spin-wave
dynamics in various magnetic textures and geometries. The simulations here are per-
formed in the GPU-accelerated micromagnetic simulations program MuMax3 [73], which
solves the time-dependent LLG Equation (1) based on the finite difference method. In
our simulations, we used typical magnetic parameters for YIG at zero temperature [74]:
M =0.194 x 10° A/m, A = 3.8 p]/m and K = 10 J/m?.

All simulations presented here were performed for a thin film of size Ly X L, x L,
which discretized with cuboid meshes of dimensions Iy x I, x ;. The lateral dimensions
of unit mesh (/y and /) and the thickness of the film L; are all smaller than the exchange
length of YIG [3]. The simulations were implemented with the mesh size 2 x 2 x 2 nm?.
The simulations were split into two stages: the static and dynamic stage. In the first stage,
the static stage, the magnetic configuration is stabilized by minimization of the total energy
starting from the random magnetic configuration with a high value of damping (x = 0.5).

In the dynamic stage of the simulations, the equilibrium magnetic configuration was
used to excite a spin-wave beam that propagates through the film with a small damping
parameter (¢« = 0.0005) to ensure long-distance propagation. During this step, a Gaus-
sian type spin-wave beam was continuously generated by a harmonic dynamic external
magnetic field following a Gaussian distribution function in a small rectangular region
(red double-headed arrow shown in Figure 1). The detailed description of the Gaussian
spin-wave beam generation procedure can be found in Ref. [75-77].

The Gaussian spin-wave beam is clearly visible and does not change with time after
continuously exciting a sufficiently long time, which corresponds to a steady spin-wave
propagation. Moreover, to avoid spin-wave reflection at the boundaries of the film, ab-
sorbing boundary conditions are applied on all boundaries by assigning a large damping
constant (¢ = 1) near the edges.

In order to verify the magnonic Snell’s law in Equation (4) for the spin-wave propa-
gation through a DMI step interface, we focus on a 4 pm x 4 pm x 2 nm nanowire. The
spin-wave beams presented here are all exchange-dominated spin waves with 200 nm beam
width and 30 nm wavelength generated by an external AC magnetic field with frequency
f =100 GHz. The phase diagram of the critical angle 6. in the Dy — D; plane is shown in
Figure 2b. As D1 < D, in the white region I, spin waves transmit from a thinner medium
with a lower refractive index to a denser medium with a higher refractive index, and thus
no TIR happens.

A gap falls in between the two isofrequency circles—in other words, TIR occurs in
all incident angles when ¢ is chosen to be large enough as shown in the white region II.
Figure 2c shows the critical angle as a function of the DMI constant D, in medium B, where
the DMI constant of medium A is fixed at D; = 4 x 1073 J/m2. All incident angle spin
waves are totally reflected at a small D, corresponding to Region II in Figure 2b. After that,
the critical angle increases monotonically with D, and shows a good agreement with the
analytical results.

In Figure 3a, we show the refracted angle 6; as a function of the incident angle 6; from
micromagnetic simulations (red triangle) and the prediction from Equation (4) (blue curve)
with DMI constants D; = 4 x 1073 J/m? and D, = 3.5 x 1073 J/m?, respectively. The
micromagnetic simulation for the five different incident angles, 6; = 17°, 41.5°, 44°, 51.2°
and 67°, are displayed in Figure 3b—f. Figure 3b—d correspond to the refraction mode, and
Figure 3e,f are the total reflection mode. Vertical dashed lines correspond to the interface at
x = 2000 nm between medium A (left) and medium B (right).

The critical angle observed in our simulation is estimated to be 6. = 51.2° as shown
in Figure 3e. It is important to comment that the spin-wave propagation direction is not
strictly perpendicular to the spin-wave wavefronts in our simulation. That is to say, it is
easy to observe strong anisotropy in the propagation of spin waves. Typically, for in-plane
magnetized films, spin waves dynamics are anisotropic. This means that iso-frequency
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dispersion relation lines (IFDRLs, slices of dispersion relations for particular frequencies)
are not circular. Therefore, the group velocity and phase velocities (parallel to the wave-
vector) are not parallel to each other, since the group velocity direction should be normal to
the IFDRLs [78].

Such an intrinsic anisotropy called spin-wave collimation effect is common in ferro-
magnetic films with the magnetization fixed in the plane of the film by an external magnetic
field or a strong in-plane anisotropy [75-77]. However, in the present case, the symmetry
of the spin-wave dispersion relation is broken due to the presence of DMI, and the wave
vector can be shifted from the direction perpendicular to spin-wave wavefronts [70]. This
anisotropy decreases with the increasing frequency of the spin-wave but it is still present at
the high frequency f = 100 GHz assumed in our simulations.

Moreover, a lateral shift Agy of the spin-wave beam is observed at the interface
between the reflected and the incident beams, which is called the Goos—Hiinchen (GH)
effect. The GH effect for spin-waves was reported in Refs. [75-78]. Furthermore, detailed
investigations elucidating the role of inhomogeneous DMI on the GH shift in the reflection
of the spin-wave at the interface were discussed in Ref. [22].
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Figure 3. (a) The refracted angle as a function of the incident angle. Vertical dashed and solid lines
correspond to the critical angle .. (b—f) The micromagnetic simulations results for spin-wave beam
reflection and refraction under different incident angles (b) 6; = 17°, (c) 6; = 41.5°, (d) 6; = 44°,
(e) 8; = 51.2° and (f) §; = 67°. The DMI constants in medium A and B are D; = 4 x 1072 J/m? and
D, = 3.5 x 1073 J/m?, respectively. The color map shows the z component of the magnetization in
the snapshot of micromagnetic simulations at some selected time. The black solid lines correspond to
the rays of the incident and refractive beams. The red rectangular area is the excitation area of the
spin-wave, and the exciting field frequency is f = 100 GHz.

4. Spin-Wave Fiber and Lens

We now turn to the realization of the spin-wave fiber and spin-wave lens, which are
important to manipulate spin waves in spin-wave circuitry. Two kinds of spin-wave fiber
have been proposed and designed, one based on the TIR by the magnetic domain wall [37]
and the other based on the TIR in the medium with a uniform external magnetic field [51].
Here, utilizing the TIR at the interface with a DMI step, we propose a new type of spin-wave
fiber as shown in Figure 4a of system size 12 pm X 1.6 um x 2 nm. The DMI constant in the
core (region II, | x| < 400 nm) is 0.5 x 1073 J/m? surrounded by transparent cladding FM
layers (region I, |x| > 400 nm) with a lower index of refraction (D = —0.4 x 1073 J/m?).
Two DMI steps are formed with the critical angle 6. = 48°.
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The upper one is located at x = —400 nm and the lower one is located at x = 400 nm.
In Figure 4a, the spin-wave beam born at the middle of the nanowire (blue bar) propagates
inside the core with an incident angle of 52° greater than 6. This is different from the uni-
directional spin-wave fiber based on domain walls [37]. The fiber here is fully bidirectional
for both right/left-moving spin-wave beams when the incident angle is greater than the
critical angle.

More interestingly, a bound spin-wave mode propagates a long distance inside the
DMI step interface as illustrated in the inset of Figure 4a. Similar to the bound spin wave
mode inside a domain wall, which acts as a local potential well for spin waves [31,79], a
DMI step also creates an imaginary potential well for the bound spin wave mode [80]. The
details will be discussed in our future publications.
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Figure 4. (a) Schematic illustration of a spin-wave fiber. The inset shows the enlarged figure at
the interface. (b) Schematic illustration of a spin-wave convex lens. In all of the above figures, the
color map shows z component of the magnetization in the snapshot of micromagnetic simulations
at some selected time. The spin-wave trajectories are represented by solid red lines with an arrow.
The simulated propagation of the spin wave excited by a AC source in blue bars with an exciting
frequency f = 100 GHz.

A fundamental building block in spin-wave circuitry is a spin-wave lens that can
focus or diverge spin-wave beams. Since the dispersion relation strongly depends on DMI
constant, we propose a spin-wave lens by tuning the DMI distribution in the film. Figure 4b
illustrates an example of a spin-wave convex lens (region I inside red dotted lines) with a
DMI constant inside/outside the lens D = 0.5/ —0.4 x 1073 J/m?, respectively. The size of
the sample presented here is 6 um x 6 um x 2 nm.

Comparing the solid blue lines along the incident spin-wave beam propagation direc-
tion and the spin-wave trajectory (solid red lines with an arrow) passing through the lens,
it is easy to observe focusing in the propagation of spin waves. Furthermore, a concave
spin-wave lens can be obtained by reversing the DMI constants of regions I and II, which
can be used to spit the spin-wave beams. Consequently, we believe that the inhomogeneous
DMI can be a good playground to study spin-wave beam propagation [81].

5. Conclusions

In conclusion, we both theoretically and numerically studied spin-wave beam propa-
gation in a two-dimensional ferromagnetic film with an inhomogeneous interfacial DMI.
Utilizing a spatially varied magnonic refractive index introduced by the variation of DMI,
a magnonic metamaterial or graded-index magnonic material can be realized. Snell’s law
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and TIR for spin waves were predicted with a DMI step interface. Moreover, we designed
and studied spin-wave fibers and spin-wave lenses via micromagnetic simulations. We
believe that our findings shall open up alternative directions for building reconfigurable,
stabilized and scalable spin-wave circuitry in magnon introspection devices.

However, the parameters that we adopted in our simulations to investigate spin-wave
propagation in the presence of spatially modulated DMI are not meant to represent a
specific material but rather to explore the physical conditions under which the spin-wave
total reflection occurs. From the materials standpoint, we acknowledge that the dual
requirements of low damping and large DMI may seem incompatible since spin—orbit
coupling originating from the adjacent heavy metal layer is detrimental to the former but
central to the latter.

The excitation of short-wavelength propagating spin waves with a wavelength of 45 nm
in a YIG thin film covered by CopsFezs nanowires was reported in a recent experiment [82],
where the effective damping was only enhanced to about 10~3. Recent progress in materials
science has proven that certain magnetic insulators do possess sizable DMIs either in their
bulk [83-85] or at the interface [86-88]. Although these values remain small (typically
~ 1073-10"2mJ/m?), these results open interesting perspectives for the achievement of
large DMIs in magnetic insulators.
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Abstract: Magnetoelectric (ME) coupling is highly desirable for sensors and memory devices. Herein,
the polarization (P) and magnetization (M) of the DyFeOj3 single crystal were measured in pulsed
magnetic fields, in which the ME behavior is modulated by multi-magnetic order parameters and
has high magnetic-field sensitivity. Below the ordering temperature of the Dy>*-sublattice, when the
magnetic field is along the c-axis, the P (corresponding to a large critical field of 3 T) is generated due
to the exchange striction mechanism. Interestingly, when the magnetic field is in the ab-plane, ME
coupling with smaller critical fields of 0.8 T (a-axis) and 0.5 T (b-axis) is triggered. We assume that the
high magnetic-field sensitivity results from the combination of the magnetic anisotropy of the Dy®*
spin and the exchange striction between the Fe** and Dy>* spins. This work may help to search for
single-phase multiferroic materials with high magnetic-field sensitivity.

Keywords: multiferroic materials; anisotropy; DyFeOs; magnetoelectric coupling; pulsed high
magnetic field

1. Introduction

Multiferroic materials [1-7], with the coupling of two or more ferroic orders, have been
attracting much attention due to their intriguing physics and great application potential.
The Pbnm structured orthoferrites RFeO3 (R = rare earth element) have great potential
value for application as magnetoelectric (ME) devices based on the mutual control of mag-
netization (M) and electric polarization (P) [8-11]. For example, at lower temperatures, the
application of a large critical magnetic field along the c-axis induces a multiferroic (weakly
ferromagnetic of Fe**-sublattice and ferroelectric) state in DyFeOs, and the magnetic field
induced P results from the movement of the Dy** ions toward the Fe>* ions and backward,
corresponding to the exchange striction [12]. The ME coupling and P are decided by the
spin configurations of both Fe** and Dy3* ions. In DyFeQj3, Fe** ions (S = 5/2) exhibit
the GyA,F; (magnetic configuration in Bertaut’s notation below its Néel temperature of
the Fe3*-sublattice Ty (Fe) = 650 K) [13-16], in which the main component of the magnetic
moment of Fe>* ions lies along the a-axis, and due to the Dzyaloshinskii-Moriya interaction
(DMI), a small fraction of the moment is canted along the c-axis, causing weak ferromag-
netism (WFM) in the material [17]. With decreasing temperature, the spin-reorientation
(Morin) transition occurs at Tsg (in the range of about 35~70 K [18-21]), where the magnetic
configuration of Fe3* ions changes from GyAF; to A;G,C;, and then the wFM disap-
pears. Below the antiferromagnetic (AFM) ordering temperature of the Dy>*-sublattice
Tn(Dy) = 4.2 K, the Dy** magnetic configuration is GyA,, [22,23] with the Ising axis devia-
tion of about 33° from the b-axis. When a magnetic field (higher than about 3 T) is applied
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along the c-axis below Tsg, the spin configuration of the Fe>*-sublattice is driven to GyA,F.
again [4].

For spin-driven ferroelectricity, there are mainly three types of microscopic mechanism
models, i.e., the inverse Dzyaloshinskii-Moriya (IDM) mechanism [24], spin-dependent
p-d hybridization model [25], and exchange striction model [26,27], for explaining ME
behaviors. According to these models, the emergence of ferroelectricity is hardly under-
stood only by the local spin arrangement, since the symmetry of the crystal structure needs
to be considered. In DyFeOj3, below Tn(Dy), the P, (the direction of P is parallel to the
c-axis) can be induced when the magnetic fields (higher than 2.4 T at 3.0 K [4]) are applied
along the c-axis. However, the ME behaviors in DyFeOs, i.e., the P, is induced with the
magnetic fields along other crystal axes, remain to be further understood. Moreover, some
abnormal behaviors have been observed. For example, a small P drop was observed on
the P-H curve at B¢(Fe) [4]. Abnormal heat transport was measured, and a Feyy state (a
metastable phase) was speculated [18]. These abnormal behaviors indicate that there may
be complex and delicate magnetic interactions in ME behaviors, such as the competition
between the anisotropic energy of the Dy>*-sublattice, the coupling energy between the
Dy®* and Fe**-sublattices, and Zeeman energy [28].

In DyFeOj3, when the magnetic field is in the ab plane, ME coupling with smaller
critical fields of 0.8 T (a-axis) and 0.5 T (b-axis) is triggered. Inspired by these lower critical
magnetic fields, we revisited the structure of DyFeO3, in which two AFM sublattices (the
Fe*- and Dy®*-sublattices) are nesting with each other (see Figure 1a,b). The Fe>*-sublattice
(blue balls) has strong AFM coupling (GyAy) and wFM (F;), and the Dy3+—sublattice (red
balls) has weak AFM coupling and strong magnetic anisotropy (the AFM vector is localized
in the ab plane). Under a lower magnetic field in the easy plane (ab plane), the direction of
the magnetic anisotropy of the Dy>*-sublattice might be disturbed or changed, which leads
to the change in exchange striction between the Fe3*- and Dy3*-sublattices and triggers
P.. Thus, we believe that single-phase materials with nested AFM lattices (as shown in
Figure 1c,d) can be designed or found, where the A-sublattice (blue spheres) has strong
AFM coupling in the plane and weak FM outside the plane, while the B-sublattice (red
spheres) has weak AFM coupling, and the B-site ions have strong magnetic anisotropy.
Such AFM systems are expected to achieve highly magnetically sensitive ME coupling
induced by in-plane magnetic fields. Although the observed magnetoelectric effects mainly
occurred at low temperatures (below Ty (Dy)), which may be difficult to apply directly
in the traditional industry, our work deepens the understanding of the ME coupling in
DyFeOs. On the other hand, the ME systems controlled by a combination of multiple
parameters (such as magnetic anisotropy and exchange striction) may have high sensitivity
to the external magnetic field.
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Figure 1. (a) The crystal structure and (b) magnetic configuration of DyFeO3 below the Dy** or-
dering temperature. Two AFM sublattices nesting with each other at (c) zero field and (d) applied
magnetic field.

2. Experiment

The DyFeOs polycrystalline sample was synthesized by the solid-phase synthesis
method from Dy,03 (99.99%) and Fe,O3 (99.99%), and the DyFeOjs single crystal was
grown by using a Four Mirror Optical Floating Zone Furnace (Crystal Systems Corp.,
Salem, MA, USA). The crystal structure and purity of both the DyFeO3; powder (crushed
single crystal) and the single-crystal samples were measured with an X-ray diffractometer
(XRD, X'Pert MPD Powder-DY3734, PANalytical B.V., Almelo, NL) using Cu Ka radiation
(A = 1.5406 A). The scan ranged from 10 to 90°, the step size was 0.013°, and the scan rate
was 0.042°/s. The directions of three principal axes were determined according to the
Laue X-ray diffractometer measurement results. The low magnetic-field magnetization
was measured by using a superconducting quantum interference device (SQUID VSM,
Quantum Design, San Diego, CA, USA). Dynamic behaviors of both the M and the P
were measured under a pulsed high magnetic field at the Wuhan National High Magnetic
Field Center. The pulsed-high-magnetic-field M was detected by the standard inductive
method employing two concentric pick-up coils connected in series with opposite polar-
ity [7]. The electrical polarization P, measurement schematic is shown in Figure S1 of the
supplementary material. The silver electrodes are evenly distributed on the upper and
lower surfaces of the sample. When the magnetic field is applied to the sample, the current
signal (corresponding to the change in charge density induced by magnetic fields) in the
sample is converted into an electrical signal (V) at the reference resistor (R), and then the
V is obtained after being processed by a preamplifier. Finally, the change in the electric
polarization induced by the pulsed magnetic fields is obtained.
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3. Results and Discussion

The XRD pattern of the DyFeO3 powder and its fitting by the general structure analysis
system (GSAS) are shown in Figure 2a. All the diffraction peaks are well indexed by a
distorted orthorhombic structure with Pbnm. No impurity peaks are observed within
the diffraction resolution, indicating the single-phase nature of the sample. The lattice
parameters a = 5.3031 A, b = 5.5983 A, and ¢ = 7.6228 A and the detailed crystal parameters
are listed in the Table S1 of the supplementary material, which are close to the values
in the Inorganic Crystal Structure Database (ICSD 27280). In the diffraction pattern of
the single-crystal sample, only the (002), (004), and (006) diffraction peaks are observed,
which confirms the high quality and accurate c-axis orientation of the DyFeOj3 single-
crystal sample.
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Figure 2. (a) The XRD patterns of DyFeO3 powder and single crystal (right inset) and the DyFeOs3
single-crystal sample morphology (left inset). (b—d) The temperature dependence of the magnetiza-
tion of the DyFeOj single crystal with magnetic fields along the a-, b-, and c-axes, respectively. The
partial magnification near the transition temperatures of ZFC and FC curves measured at 0.05 T are

shown in the corresponding insets.

The temperature dependence of magnetization measured in various magnetic fields
(0.01T,0.05T, 1T, and 5 T, respectively) is shown in Figure 2b—d. In the lower-temperature
region (below ~60 K), the zero-field-cooled (ZFC) and field-cooled (FC) magnetization
curves have slight deviation, and the difference is presented in the insets of Figure 2b—d. In
the higher-temperature region (above ~60 K), the difference between ZFC and FC becomes
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indiscernible. When the magnetic field is applied along the c-axis (see Figure 2d), there is an
obvious transition with the magnetization jumps of ~0.13 pg/f.u. at Tsg(Fe) ~57 K, which
is related to the spin-flop transition of the Fe**-sublattice. As the temperature decreases to
Tn(Dy), an obvious drop can be observed (see the inset of Figure 2d), which indicates that
the Dy3*-sublattice undergoes a transition from a paramagnetic state to an AFM state GrAy.
Since the magnetic moment of the Ising Dy>* ions is localized in the ab plane, it is difficult to
disturb the magnetic field (0.05 T, along the c-axis) or change the direction of the magnetic
anisotropy (or the anisotropy energy) of the Dy®* spin. With the magnetic field increasing,
Tsr(Fe) moves to the low-temperature region. However, with the magnetic field applied
along the c-axis, no obvious movement of T(Dy) is observed, which confirms the strong
magnetic anisotropy and localization in the ab plane of the Dy®* spins. The temperature
and magnetic field dependence of the transitions are shown in the magnetic phase diagram
of Figure S2 in the supplementary material. In DyFeOj, there is the magnetic anisotropy of
Dy3* ions, field-induced spin flop of Fe3* ions, temperature-driven spin reorientation of
Fe®* ions, AFM interaction between Dy3’Jr and Fe3* ions, and thermal fluctuation [28], and
these lead to the complex dependence of both Tsg(Fe) and Tn(Dy) on temperatures and
magnetic fields.

The magnetization curves as functions of different magnetic fields along three principal
axes are shown in Figure 3. Below Ty(Dy) (taken 2 K as an example), when the magnetic
field is applied along the a-axis (see Figure 3a), a transition is observed at Bc(Dy) ~0.8 T
(labeled with a red arrow), which is attributed to the spin-flop transition of the Dy>*-
sublattice (as shown in the inserted cartoon). With the magnetic field increasing, the
magnetic field drives the spins of the Dy3*-sublattice toward the a-axis as much as possible,
resulting in a sharp increase in M. With the magnetic field further increasing, the AFM
coupling of Dy3*-sublattices may be partially broken. For the magnetic field parallel to
the b-axis, similarly, a slightly smaller critical magnetic field of 0.5 T can be observed due
to the smaller deviation (the angle ~33°) of the Ising vector of the Dy3+ spins from the
b-axis. Above 0.5 T, a saturated magnetic moment of ~8.3 ug/f.u. is obtained, which
indicates that the Dy** moment was almost magnetized to saturation by the magnetic
field (as shown in the inserted cartoon in Figure 3b). The saturated magnetization shows
that the Ising Dy>* moment is mainly localized in the ab plane with the b-axis as the easy
axis [18]. In the case with the magnetic field along the c-axis, a magnetization jump (AM)
of ~0.13 pg/f.u. is observed around 3 T. The value of the AM is the same as the value
of the magnetization jump in the M-T curves shown in Figure 2d, which confirms that
the transition is mainly associated with the spin-flop transition of the Fe**-sublattice; the
result is also consistent with previous studies [4]. In Figure 3c, two transitions are observed
around 3 T and 3.2 T (labeled as black and red triangles, respectively). The lower one
may be related to the spin-flop transition of the Fe** moment, while the higher one may
be caused by the destruction of the AFM coupling between the FM components of the
Dy3’Jr moment (induced by the magnetic field) and the Fe®* moment (canted AFM) [29].
The magnetization behaviors measured in a pulsed higher magnetic field are shown in
Figure 3d—f. Besides the low-field transitions, no additional transitions are induced up to
45 T, and the slopes of the M-B curves are almost constant, indicating that there is a strong
AFM interaction in the Fe®*-sublattice [4].
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Figure 3. (a—c) Magnetization as a function of the static magnetic field along a-, b-, and c-axes,
respectively. (d—f) The magnetization curves measured along the a-, b-, and c-axes under pulsed high
magnetic field, respectively. The curves in the (b,e,f) are offset for clarity. Japyv and Jp are the AFM
interaction strength and anisotropy energy of the Dy3+ -sublattice, respectively.

In order to further investigate magnetic-field-induced transitions and the dynamic
magnetization behavior of DyFeOs, the magnetization results were investigated by pulsed
magnetic fields. In this work, the waveform of the pulsed magnetic field is shown in
Figure 4a, which is a full-wave pulsed magnetic field (including four quadrants, Qa, Qg,
Qc, and Qp) with a maximum field sweep rate of about 10* T/s. When the magnetic field
is along the a-axis and the temperature is below 4.2 K (see Figure 4b), in the field-increasing
branch (quadrant Q,), the transitions resulting from the Dy3+—sublattice (marked with
red arrows) and the field-induced spin flop in the Fe3*-sublattice (marked with black
arrows) are observed. When the temperature ranges from 4.2 K to 50 K, only the transition,
corresponding to the spin flop in the Fe3*-sublattice, could be observed, and its critical
magnetic field decreases drastically with increasing temperature. Above 50 K, no obvious
transition is observed (not shown). In the field-decreasing branch (quadrant Qg), the
transition field moves to the low-magnetic-field region (lower than 1 T). In the field-
increasing and field-decreasing branches of the negative magnetic field (quadrants Q¢ and
Qp), the magnetization behaviors are similar to those in Q4 and Qg. As shown in Figure 4c,
the magnetization behaviors of the magnetic field along the b-axis are similar to those along
the g-axis.

98



Nanomaterials 2022, 12, 3092

B (T)
dM/B (a.u.)

30K

Blla-axis 500K — -
r_\__’ . — —— |

0123420 2-4-32-1190
B(T)

@ o,

dM/dB (a.u.)
dM/dB (a.u.)

42K

4 49K
! 2

o~ N ] Bllc-axis
Bi/b-axis 590K
—_— 50K

01 234 2 0 243 -2-1 1234 2 0 243-2-10
B(T) B(T)

Figure 4. (a) The waveform of the pulsed magnetic field. (b-d) Magnetization derivative (dM/dB)
as a function of the magnetic field measured along the three principal axes. The inset in (c) is the
enhancement of the dM/dB around the zero-magnetic-field regions. The curves of (b—d) are offset for
clarity. Qa, Qp, Qc, and Qp are the four quadrants of the pulsed magnetic field; all the transitions
are labeled with arrows.

In Figure 4b,c, the temperature dependence of the transition field of the spin flop
in the Fe®*-sublattice is different above and below 4.2 K. Below 4.2 K, the critical field
(corresponding to the spin flop of the Fe>* moment) is essentially unchanged with the
temperature increasing. Above 4.2 K, the transition field (labeled with arrows) has a strong
dependency on temperature. These results suggest the pinning of the Dy®*-sublattice on
the spin flop of Fe3* ions. With the temperature increasing, the pinning gradually becomes
weaker due to the destruction of the long-range order of the Dy>*-sublattice. The transition
field (labeled with arrows) of the Dy3*-sublattice has a strong temperature dependence,
which indicates that the direction of the magnetic anisotropy (or anisotropy energy) of Dy>*
spins may also be disturbed by the magnetic field in the ab plane. The critical field moves
toward the lower-magnetic-field region with the temperature increasing. To present the
moving trend more clearly, the phase diagrams with the magnetic field parallel to the a-
and b-axes are shown in Figure S2a,b of the supplementary material, respectively. When
the magnetic field is applied along the c-axis, only the transitions related to the spin flop
of Fe3* ions are observed (see Figure 4d). Since the Dy>" ion has strong Ising behavior
and is localized in the ab plane, no obvious transition related to the Dy>*-sublattice was
observed for lower magnetic fields. The critical field (corresponding to the spin-flop of
the Dy>* moment) moves toward the lower-magnetic-field region with the temperature
increasing, and the temperature and magnetic field dependence of the critical behaviors
are shown in Figure S2c of the supplementary material.

In the measurement of the electric polarization, AP, is a relative value, and it shows
the change in P induced by magnetic fields, and the applied magnetic field includes four
quadrants: Qa, Qp, Qc, and Qp. As shown in Figure 5a, both the magnetic field and the
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electric field are parallel to the c-axis; with the magnetic field increasing (quadrant Qg),
AP, jumps (labeled with red pentacles) are observed at Bp(Fe) and a temperature below
Tn(Dy). At 2 K, the transition is observed in Bp(Fe) ~3 T (labeled with a red pentacle), and
the critical magnetic field is coincident with the result of magnetization measurement in the
field-increasing branch (quadrant Q4 ). As the temperature increases, the critical field Bp(Fe)
moves to the low-field region, and a similar temperature dependence of the transition field
is also observed in the magnetization curves (see Figure 4d). In the field-decreasing branch
(quadrant Qg), AP. becomes zero at B'p(Fe) (marked with black triangles). In quadrant
Qc (the field-increasing branch of the negative magnetic field), the transitions are also
observed at —Bp(Fe) (marked with black diamonds). In the field-decreasing branches of the
negative-magnetic-field region (quadrant Qp), a transition is observed at —B’p(Fe) (marked
with crosses). Particularly, a metastable state (indicated by solid circles) and AP, reversal
(marked with a cross) are observed around 3.1 K in the negative-magnetic-field region. The
transitions are affected by magnetic fields and temperatures, which may originate from
the complicated interactions between the anisotropy energy of the Dy>*-sublattice, the
coupling energy between the Dy3* and Fe®*-sublattices, and Zeeman energy.
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Figure 5. (a—c) Electric polarization as a function of pulsed magnetic fields, measured under the
pulsed magnetic field along c-axis (a), a-axis (b), and b-axis (c), where the electric fields (E = 1.5kV/cm)
are along c-axis. (d) The magnetic field dependence of dP./dB measured at various temperatures
with the applied pulsed magnetic field along b-axis and E = 0. The curves are offset for clarity. The
various symbols of red pentacle, black triangle, black diamond, cross, solid circle, blue pentacle, red
triangle, and purple triangle represent the transitions in the curves. The sweep directions of the
magnetic field are labeled by black arrows.
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According to the exchange striction model, P, is related to the spin flop of both the
Fe3*-sublattice and the Dy3+-sub1attice [18]; to reverse the P, it is necessary to change the
phase (0 or 71) of the magnetic vector of either the Fe3* or the Dy>* ions. The magnetic vector
of the Fe®* ions is directly connected to the direction of the wFM of the Fe*-sublattice.
Thus, the field-induced AP, is observed when a large magnetic field is antiparallel to the
c-axis. With the magnetic field decreasing and the temperature increasing, the interaction
between the Dy>* and Fe3* ions, as well as the Zeeman energy, becomes weaker, and the
magnetic anisotropy energies of the Dy>*-sublattices gradually dominate, which leads to
the AP reversal and metastable polarization states in the negative field (quadrants Q¢
and Qp of Figure 5a). On the other hand, the strong magnetic anisotropy of the Dy>* ions
becomes dominant, which drives the Dy®* spins to its easy axis and leads to the change in
the exchange striction and AP, reversal to a lower value. For the observed metastable state
(marked with solid circles in Figure 5a), we assume that this is due to the spin-pinning
effect of Dy>* ions on the change in the wFM of the Fe>*-sublattice. The fact that metastable
polarization behavior is more obvious when the temperature approaches T\(Dy) indicates
that magnetic anisotropic Dy>* is more easily magnetized by the magnetic field when the
temperature approaches T (Dy) than at lower temperatures.

For the pulsed magnetic field within the ab plane (as shown in Figure 5b—d), the
change in the Dy>* spins induced by the magnetic field also causes the change in exchange
striction. The AP.-B curves with magnetic fields along the a- and b-axes were measured
(where the electrical polarization is along the c-axis). As shown in Figure 5b (the magnetic
field along the a-axis) and Figure 5¢ (the magnetic field along the b-axis), the sign of AP, is
unchanged. This is totally different from the case with a magnetic field along the c-axis.
The unchanged AP, suggests the simultaneous flop of both the Fe?* and Dy3+ spins when
the magnetic field (in the ab plane) reverses. At 2 K, with the magnetic field along the a-axis
and b-axis and the field increasing (quadrant Q,), the field-induced AP, are observed at
Bp(Dy) ~0.8 T (a-axis, marked with a blue pentacle) and 0.5 T (b-axis, marked with red
triangles), respectively. Both the critical fields are lower than that along the c-axis, and with
the increasing temperature, the transition fields move further to the lower magnetic fields.
The effects of the temperature and magnetic field on the critical behaviors are shown in
Figure S2 of the supplementary material.

In DyFeOs, the AFM interaction in the Dy®*-sublattice is weak and mainly localized
within the ab plane. The lower magnetic field in the ab plane will disturb the direction of the
magnetic anisotropy (or the anisotropy energy) of Dy>* ions; that is, the Dy>* moments are
easily magnetized by the magnetic field, resulting in a higher magnetic field sensitivity. At
zero fields, the magnetic vector (the Ising axis) of the Dy®* ion deviates by about 33° from
the b-axis (as shown in the inset of Figure 3a), which leads to the different critical field of the
field-induced AP, between the magnetic field along the a- and b-axes (see Figure 5b,c). In
order to confirm the intrinsic effect of the magnetic field on polarization, the AP, was also
investigated with zero electric fields (see Figure 5d), and a weaker change of the electrical
polarization was observed in the dP./dB-B curves, where the critical fields (marked with
purple triangles) are coincident with those observed in the AP.—B curves (see Figure 5c).
With the temperature increasing, the transition peaks of the AP, shift to the lower-field
region. These experimental results indicate that the AP, is an intrinsic behavior and can be
induced by the magnetic field alone.

4. Conclusions

In this work, the combination of anisotropy and exchange striction in DyFeOs provides
a guiding principle for designing high-sensitivity spin-driven multiferroicity. Especially
in the ab plane, the direction of the magnetic anisotropy (or the anisotropy energy) of the
Dy®* ions can be modulated by a smaller magnetic field, which alters the exchange striction
and leads to a AP, sensitive to the external magnetic field. That is, the combination of the
magnetic anisotropy of the Dy>* spin and the exchange striction between the Fe3* and Dy3*
spins leads to the AP. The AP, exhibits high magnetic-field sensitivity. This work deepens
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the understanding of the effects of the multiple magnetic orders on the magnetoelectric
coupling of multiferroic DyFeO3 and will be beneficial in searching for novel multiferroic
material systems with high magnetic-field sensitivity.

Supplementary Materials: The following supporting information can be downloaded at: https:
/ /www.mdpi.com/article/10.3390 /nano12183092/s1, Table S1: The lattice parameters of the DyFeO3
single crystal; Figure S1: The measurement schematic of the electric polarization (Pc) under pulsed
magnetic fields; Figure S2: Magnetic phase diagrams determined with the magnetization and polar-
ization measurements.
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Abstract: Fe-substituted YFe,Crj_Oj3 crystalline compounds show promising magnetic and multi-
ferroic properties. Here we report the synthesis and characterization of several compositions from
this series. Using the autocombustion route, various compositions (x = 0.25, 0.50, 0.6, 0.75, 0.9, and 1)
were synthesized as high-quality crystalline powders. In order to obtain microscopic and atomic
information about their structure and magnetism, characterization was performed using room tem-
perature X-ray diffraction and energy dispersion analysis as well as temperature-dependent neutron
diffraction, magnetometry, and %’ Fe Mdssbauer spectrometry. Rietveld analysis of the diffraction data
revealed a crystallite size of 84 (8) nm for YFeOj3, while energy dispersion analysis indicated compo-
sitions close to the nominal compositions. The magnetic results suggested an enhancement of the
weak ferromagnetism for the YFeO3 phase due to two contributions. First, a high magnetocrystalline
anisotropy was associated with the crystalline character that favored a unique high canting angle
of the antiferromagnetic phase (13°), as indicated by the neutron diffraction analysis. This was also
evidenced by the high magnetic hysteresis curves up to 90 kOe by a remarkable high critical coercivity
value of 46.7 kOe at room temperature. Second, the Dzyaloshinskii-Moriya interactions between
homogenous and heterogeneous magnetic pairs resulted from the inhomogeneous distribution of
Fe3* and Cr3* ions, as indicated by 57Fe Mossbauer studies. Together, these results point to new
methods of controlling the magnetic properties of these materials.

Keywords: DM interaction; crystalline YFeO3; magnetic properties; enhanced weak ferromagnetism;
exchange interactions

1. Introduction

Bulk orthoferrites and orthochromites have been the subject of various studies since
the 1950s, but the interest of the scientific community has recently been renewed due to
their possible technological applications in sensors, switching devices, and spintronics [1,2].
New research is focused on improving novel synthesis methods, consequently producing
materials with different and improved magnetic and electrical properties. It is important
first to point out that the first publications were carried out almost exclusively with single
crystal samples, a synthesis process that requires specialized equipment not often found
in ordinary laboratories, and that inherently prevents the production of large quantities
of materials [3,4]. Currently, new synthesis methods have been explored to produce poly-
crystalline samples that have the advantage of rapid preparation, low cost, and the ability
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to produce relatively large masses of material [4]. On the other hand, developments in
nanotechnology have also made it possible to obtain nanocrystalline orthoferrites with
highly controlled stoichiometry using wet methods, such as the sol-gel approach, allowing
continuous doping between the orthoferrite and orthochromite endmembers [5]. Such syn-
thesis developments may be instrumental in studying the Fe-Cr phase diagram, which has
been historically challenging due to the thermodynamic considerations of the Y,03-Fe;O3
binary phase diagram, in which magnetite or ternary garnets can easily be obtained as
parasitic (or secondary) phases. Therefore, the use of these new techniques to scale up the
synthesis and carefully control the composition allows unprecedented access to the Fe—Cr
phase diagram, potentially enabling the optimization and understanding of the interesting
magnetic properties of these materials.

The YFeOs orthoferrite (YFO) and the YCrOj orthochromite (YCO) compounds crys-
tallize in the Pnma centrosymmetric space group symmetry and are biferroic with high
Néel temperatures (Ty). Specifically, these materials are antiferromagnetic with Ty = 644 K
and 140 K for YFO and YCO, respectively, with the a-direction of the unit cell as the easy
magnetization axis. Moreover, these materials exhibit weak ferromagnetism, which has
been attributed to the canting of magnetic moments along the c-direction, leading to the
convincing observation of ferromagnetic behavior [5]. As early as the 1960s, Treves [6] pro-
posed an antisymmetric interaction mechanism (Dzyaloshinskii-Moriya (DM) exchange)
for this type of ferromagnetism in orthoferrites based on torque measurements in single
crystals of rare earth orthoferrites (RFeOj3, R = rare earth and Y). Considering these intrigu-
ing physical properties and the possibility to combine the two above materials (i.e., forming
a Fe-substituted YCO phase), improved electrical and magnetic properties are expected.
In particular, the case of the YFe(5Cr503 compound is very interesting because it has
the largest magnetoelectric effect in the series [7] and may present a spin reorientation
phenomenon according to the literature [8]. However, most of these studies have been
performed on bulk polycrystalline samples, leaving the effects of another tuning parameter,
namely, the crystallite size, unstudied. To optimize and understand the magnetoelectric
effect in these materials, one could use the crystalline size as well as the application of large
magnetic fields to try to stabilize different magnetic configurations or tune the canting
angle and thus potentially improve the magnetoelectric effect.

In this work, the structural and magnetic properties of the Fe-substituted YCO phase
(i.e., theYFe,Cr;_,O3 compounds) in the crystalline regime are studied in detail. The
structural and composition features were obtained from Rietveld refinements and scanning
electron microscopy (SEM), which showed (i) a single phase in the studied compounds
and (ii) their nanoscale characteristics. The magnetic properties of the Fe-substituted
compounds were studied by performing direct current magnetization measurements at
and between 300 K (room temperature (RT)) and 5 K using both zero-field-cooling (ZFC)
and field-cooling (FC) protocols, while the local magnetic properties were investigated
using % Fe Mossbauer spectrometry performed at 300 K and 77 K and under an external
magnetic field. The obtained results suggested an enhancement of WEM associated mainly
with the sub-micrometric size character of the YFO phase (84 (8) nm), which has favored a
relevant spin canting of 13°, i.e., a net spin contribution related to the sample finite-size
effect. This property is not observed in the single and polycrystalline systems reported in
the literature. In addition, the presence of the finite-size effect (spin-canting) in our sample
was also reflected in the increase of the saturation magnetization that reached 0.79 emu/g
at 3.5 kOe.

2. Materials and Methods

The whole series of YFe,Cr;_ O3 perovskites was synthesized by the combustion method
by stoichiometrically mixing the following initial reactants: Y(NO3)-6H,O, Fe(NO3)3-9H,0,
Cr (NO3)3-9H,0, urea, and glycine. To improve the crystallization process, all powder
samples were heated up to 1200 °C and annealed under ambient conditions. The synthe-
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sized samples were labeled as the RSx series, where RS1, RS2, RS3, RS4, RS5, RS6, and RS7
correspond to x = 0, 0.25, 0.50, 0.60, 0.75, 0.90, and 1.0, respectively.

Structural characterization was carried out using Bruker Advance D8 X- ray diffraction
equipment (Bruker Corporation, Billerica, MA, USA), operating with a Cu-Ka radiation
source (1.5418 A wavelength), and the X-ray diffraction (XRD) diffractograms were recorded
at RT with a 26 from 15° to 65° in a step of 0.02° and with an accumulating time of 10 s.
Neutron diffraction (NPD) of the RS3 (YFeq 5Cro503) sample was performed on the HB-2A
line of the High Flux Isotope Reactor (HFIR) at Oak Ridge National Laboratory (ORNL) [9].
X-ray and NPD data were analyzed using the FullProf suite (Gif sur Yvette Cedex, France,
version January 2021). In all nuclear diffraction peak modeling, the previously reported
orthorhombic crystal structure (space group Pnma) was found to account for all observed
peak positions and intensities, identified using the software Match v3. As initial cell param-
eter values, we employed a =5.59 A, b =7.59 A, and ¢ = 5.27 A (Match entry 210-1387) and
allowed the parameters to refine during the profile fitting for the different temperatures
and compositions. The instrumental resolution function (IRF) of the X-ray diffractome-
ter was obtained from the aluminum oxide (Al,O3) standard with Caglioti parameters:
U =0.0093, V= —0.0051, and W = 0.0013 [10]. The morphology, size, and composition of
the powders were obtained using a TESCAN LYRAS3 high-resolution scanning electron
microscope (Tescan Brno s.r.0., Brno, Czech Republic) with an FEG type electron source
coupled with an Oxford energy-dispersive X-ray spectroscopy (EDS) detector. Secondary
electron imaging and atomic element mapping were acquired simultaneously using an
accelerating voltage of 15 kV and a working distance of 9 mm.

Zero-field-cooling (ZFC) magnetic hysteresis loops (M(H) loops) were recorded at
300 K and 5 K using the vibrating sample magnetometer (VSM) option operating in a
Dynacool (Quantum Design North America, San Diego, CA, USA) setup for a maximum
applied field of 90 kOe. ZFC and warm-field-cooling (WFC) magnetization measurements,
M(T), were performed under two different probe fields: 50 Oe and 1000 Oe.

57Fe Mossbauer spectra were obtained with WissEl equipment (WissEl—Wissenschaftliche
Elektronik GmbH, Starnberg, Germany) in a transmission geometry using a %’ Co source
diffused into an Rh matrix with an activity of about 1.5 GBq and mounted on a conventional
constant acceleration vibrating electromagnetic transducer. The sample was in the form of
a powder layer containing about 5 mg Fe/cm?. Spectra were obtained at 300 K and at 77 K
in a bath cryostat. A thin foil of a-Fe was used at 300 K for calibration of the spectrometry
(isomer shift values are given relative to Fe at 300 K). The modeling of the hyperfine
structures was performed using a homemade Mosfit program based on the least squares
method, and magnetic and quadrupolar components were composed of Lorentzian peaks.

3. Results and Discussion
3.1. XRD and Rietveld Analysis

From the Rietveld refinement of the XRD and neutron diffraction powder (NPD)
patterns measured at RT and 2 K, respectively, the results suggested for all samples the
presence of only an orthorhombic Pnma (No. 62) crystal structure [11], i.e., no secondary
phase was observed. In addition, both experiments showed similar behavior for the
lattice parameters a, b, and ¢ within their uncertainties. Thus, the refined values of the
cell parameters are plotted in Figure 1a,b, which suggested: (i) a linear evolution of the
cell parameters (Figure 1a) at RT and 2 K as a function of iron concentration (x), (ii) the
¢ parameter changed more rapidly than the a or b parameters, and (iii) a continuous
increase in cell volume with Fe concentration (Figure 1b) at both temperatures. For the
size estimation of YFeOjs crystallites (RS7 sample) (see refined diffractogram in Figure 1c),
we used the modified Scherrer’s formula that expresses the anisotropic size broadening
as a linear combination of spherical harmonics (SHP) if the anisotropic size contribution
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belongs only to the Lorentzian component of the total Voigt function [10]. Therefore, the
explicit formula for the SPH approach of size broadening is given by Equation (1) [12]:
A A
Bn = Dycosd — cosd Zlmp AmpYimp(On, Pn) @

where /1 is assigned to the (hkl) indices, f, is the size contribution to the integral width of
reflection (hkl), y,,,(®, Pn) are the real components of spherical harmonics (arguments
Oy, and Py, are the polar and azimuthal angles of vector (hkl) with respect to a Cartesian
crystallographic frame), and Ay AT the refined coefficients, related to the Laue class [13].
For the RS7 sample, a -1 Laue class was used.
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Figure 1. Cell parameter (a) and volume (b) variation with the x (Fe concentration) and Rietveld
refinement XRD diffractogram (c) for the RS7 sample. The inset in (c) is the simulated structure
obtained after refinement using VESTA (red spheres are oxygen atoms, white and blue are yttrium
atoms, and green spheres are iron atoms). While blue, red, and green arrows indicate the a, b, and ¢
crystallographic axes, respectively. Miller indexes are given between parentheses, black dots are the
experimental data, the red line is the calculated diffractogram, and the vertical green lines are the
Bragg'’s diffraction position. Solid lines in (a,b) are guides for visualization.

The obtained profile refinement gave acceptable statistical parameters for the reliabil-
ity factor, Ry (%); weighted profile residual, Rwy, (%); expected profile residual, Rexp(%);
and goodness of fit, x*; having quantitative values as follows: Rp = 16.2%, Ryp = 10.4%,
Rexp = 26.19%, and %% = 0.94, while the refined harmonic coefficients were found equal
to Yoo = —0.00574, Yag = 0.01395, Yo1* = —0.06448, Yo~ = 0.01518, Yop* = 0.07557, and

Y2~ = —0.03690, respectively. With these values, the anisotropic Lorentzian size broaden-
ing gave a mean crystallite value of 84 (8) nm. Hence, combining all above data, it can be
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inferred that the autocombustion method allowed nanocrystalline Fe-substituted YCrO3
powders with a single phase, orthorhombic-like structure to be obtained.

3.2. SEM Analysis

For all samples, the autocombustion method with final annealing up to 1200 °C yielded
a distribution of agglomerates about (~200-500 nm) that form a series of interconnected
chains, as typical found in autocombustion synthesis [4]. In Figure 2a—q, the RSx series
shows similar morphologies as those obtained by Zhang et al. [4,14]. In all of them,
the notorious polycrystalline nature can be observed. The STEM images and elemental
analyses given by yellow, red, blue, and green colors (Figure 2d—m) show the evolution
of the systems when the Fe concentration increases. The systematic formation of the Fe-
substituted YCrOj; phase is noted in the EDS pattern given in Figure 2r, and the atomic
percentage contribution is summarized in Table 1. We can roughly say that the particles
produced by this combustion method have a similar morphology and similar dispersion in
all tested concentrations. In addition, considering the uncertainties of the element contents
in the samples, we can also affirm that Y and O are quite constant, while Fe increases and Cr
decreases its contribution; this indicates that Fe enters the crystalline cell, due to the larger
ionic radius of Fe** (0.645 &) (compared to Cr>* = 0.615 A), which is consistent with the
unit cell volume determined from X-ray and neutron diffractions, as previously discussed.
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Figure 2. (a—c) SEM images for the RS1, RS3, and RS7 samples (bar length = 1 um). The magnified
area was performed in high resolution mode, and the elemental mapping area for each sample is
given in (d-m) images. SEM images for the RS2, RS4, RS5, and RS6 samples (n—q) (bar length =10 pm).
(r) The EDS for the RS1-RS7 samples.

Table 1. Weight percentage composition of the elements found in all samples.

Sample Y (% wt) Cr (% wt) Fe (% wt) O (% wt)

+2 +2 +1 +1
RS1 52 31 - 17
RS2 51 25 9 15
RS3 47 17 23 14
RS4 51 14 20 15
RS5 51 9 25 16
RS6 51 4 30 15
RS7 51 - 33 16
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3.3. VSM Analysis

Figures 3 and 4 illustrate the ZFC 4 90 kOe M(H) curves of the YFe,Cr;_,Oj3 series
taken at 5 K (top) and 300 K (bottom), respectively. At RT, the samples with x = 0.25
and 0.50 behaved as ordinary paramagnets (see Figure 3d,f), while the samples with
x = 0.60, 0.75, and 0.90 suggested an onset of a weak ferromagnetism (see Figure 4b,d f).
For the x = 1.0 sample (YFeO3 compound, RS7), shown in Figure 5a, M(H), curves recorded
at different temperatures show the magnetic features of a weak ferromagnet with high
magnetic anisotropy, i.e., with characteristics similar to that found in the pure YFeO3
compound (set-like M(H) curve). Therefore, this sample (RS7) revealed an interesting
and complex magnetic behavior that is mainly attributed in the literature to an exchange
spring effect. In particular, the magnetic spring effect can be often observed by an exchange
magnetic coupling between coexisting and interacting soft and hard magnets in a sample,
as reported by Popkov et al. [5].
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Figure 3. M(H) curves recorded for a maximum field of 90 kOe at 5 K (top) and 300 K (bottom) for
the RSX samples. RS1 in (a,b), RS2 in (c,d), and RS3 in (e,f), respectively.

Thus, since the NDP, Rietveld, and SEM data of the SR7 sample suggested the presence
of a single-phase structure, and the presence of two magnetic phases of two crystalline
structures (as occurs in bilayer films) cannot be inferred as a reason for the observed phe-
nomenon. However, the atomic disordering in the orthorhombic structure and the change
in cell volume could lead to local different magnetic phases, which will be magnetically
interacting and producing the observed M(H) behavior discussed above.

Looking at the 5 K M(H) loop for the x = 0 sample (see Figure 3a), we can observe
the characteristic M(H) curve reported for the YCrO3 compound [15]. Below Ty, the
non-saturation regime of the M(H) curve occurred till values of +90 kOe, indicating a
remarkable antiferromagnetic state, while above Ty, a paramagnetic-like behavior was
regarded; see Figure 3b. On the other hand, the loss of hysteresis in the RS2 and RS6
samples (Figure 3c,e and Figure 4a,c,e) indicated the substitution of Cr by Fe atoms in
the orthorhombic crystal configuration, as confirmed by our XRD data. Table 2 contains
the remanence (M;), coercivity (Hc), and saturation magnetization (¢s) values of the
hysteresis ferromagnetic part. Using the slope of the M(H) curves, it was possible to
subtract the antiferromagnetic contribution of the M(H) curves, thus leaving the purely
ferromagnetic component, as shown in Figure 5b. Thus, these M(H) curves recorded at
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different temperatures really showed large Hc fields, but their value decreased when the
temperature decreased, concomitantly with the increase of the saturation magnetization
(the area inside the M(H) loop remained nearly constant). In addition, all M(H) curves
show more clearly the step-like behavior near the zero-applied field region of the M(H)
curve, a feature discussed above and attributed to a magnetic spring-like effect.
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Figure 4. M(H) curves recorded for a maximum field of 90 kOe at 5 (top) and 300 K (bottom) for the
RSX samples. RS4 in (a,b), RS5 in (¢,d), and RS6 in (e f), respectively.
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Figure 5. M(H) loops for the RS7 sample recorded at different temperatures (a). M(H) loops after the
subtraction of the paramagnetic contribution of the AFM phase (b).

The magnetic parameters in Table 2 were plotted as a function of Fe concentration
(x), as seen in Figure 6a,b,d. At 300 K, the H field dependence with x had two marked
regions (I and II): (i) region-I can be interpreted as the magnetic domain reorientations
(magnetization reversal) due to the increasing concentration of Fe atoms that are replacing
Cr, forming the pure YFeOs crystalline phase; (ii) region-II has relatively high values of the
Hc fields and that occur above x = 0.75, reaching a maximum value of 46.7 kOe for x = 1
(RS7 sample).
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Table 2. Remanence (M), coercive field (Hc), and magnetic saturation (cs,) of the ferromagnetic com-
ponent, and susceptibility of the antiferromagnetic component to the RSx samples with x =1, 0.9, 0.75,
and 0.60. For the samples with x = 0, 0.25, and 0.50, the values correspond to the “‘paramagnetic’ state.

T (K M, Hc TSat S/usc. o
X O (emulg £005 (KO £05  (emulg 005 MYEX O
1.00 300 075 167 079 0.02
1.00 5 0.84 409 0.87 0.02
0.90 300 0.64 432 077 0.02
0.90 5 0.27 0.3 0.61 0.02
0.75 300 0.18 0.3 0.55 0.02
0.75 5 0.02 0.02 (5) 0.41 0.02
0.60 300 0.05 0.1 0.20 0.02
0.60 5 0.05 0.1 0.23 0.02
0.50 300 0 0 0 0.02
050 5 0 0 0 0.02
025 300 0 0 0 0.02
025 5 0 0 0 0.03
0.00 300 0 0 0 0.02
0.00 5 0.80 189 0.89 0.03

The remanence (M;) is calculated from M, = (Mg+ + Mg_)/2, where Mg, and Mg _ are the values of the upper
and lower magnetization, respectively, when the magnetic field is zero. The coercive field (Hc) is calculated from
Hc = (Hc+ — Hc-)/2, where Hc,. and Hc_ are the values of the right and left fields when magnetization is zero.
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Figure 6. (a) Dependence of the H¢ (kOe) vs. x (Fe concentration) at 300 K. (b) Dependence of the
M, and 054 vs. x (Fe concentration) at 300 K. (¢c) M, vs. 054 graph at 300 K. (d) He, M;, and g vs.
(Fe concentration) at 5 K.
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These values were larger than those reported by Popkov et al. [5] for four YFeOj3
crystalline samples synthesized by different routes. On the other hand, the M, and s
values had a similar dependence with Fe concentration at 300 K and 5 K, as can be seen in
Figure 6b,d. The behavior of M, vs. 0s; is shown in Figure 6¢. The M, and oy, quantities
could reach maximum values of 0.75 and 0.79 emu/g, respectively. This os value of
0.79 emu/g was consistent with others found in the literature for either powder or single
crystals [3,4,16-19], as summarized in Figure 7. In particular, the value of 0.79 emu/g,
obtained for a field of 3.5 kOe, was almost two times higher than the values reported by
Zhang et al. [4] and four times higher than that obtained by Shen et al. [20] for a similar
system. Therefore, the RS7 sample behaved as an ordinary single crystal of the YFO phase
with a multidomain magnetic structure [4,20]. In addition, it is worth mentioning that the
RS7 sample exhibited weak ferromagnetism enhanced at 90 kOe.

1
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Figure 7. M, vs. 05y relation built from data recorded at RT and reported in the literature for similar
compounds. Comparison between powder and single crystal YFexCr;_,O3 [3,5,16-19].

The WFC and ZFC M(T) measurements for all RSx samples were collected under two
probe fields, namely, 50 Oe and 1000 Oe, and the results are shown in Figures 8-10. For the
lowest applied field, the ZFC and WFC M(T) curves, displayed in Figure 8a, clearly show
the magnetization transition from the AFM to PM state of the YCrO3 compound at 159 K,
assigned to T. No other magnetic transition was observed in M(T) curves, indicating that
no secondary phase was formed during the auto combustion synthesis, in agreement with
the XRD data. For the YFe(5Cr( 7503 compound, the Ty value increased to 174 K (see
Figure 8b), but a further increase of Fe content, for example, x = 0.50, led to a cancelation
of total magnetization and a compensation temperature between the antiferromagnetic
sub-lattices of 245 K. The zero-net magnetization was observed as an enhancement of the
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diamagnetism contribution, as shown in Figure 8c. At x = 0.60 and 0.75, see Figure 8d,e, a
slight increase in the magnetization was observed, in agreement with the onset of WEM, as
also seen in the M(H) curves. At x = 0.90 and 1.0 (Figures 8f and 9), a significant increase
in the magnetization was observed with significant overlap between ZFC and WFC M(T)
curves above 250 K.
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Figure 8. ZFC and WFC M(T) curves at a probe field of 50 Oe for the (a) RS1, (b) RS2, (c) RS3, (d) RS4,
(e) RS5, and (f) RS6 samples.
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Figure 9. ZFC and WFC M(T) curves recorded for a probe field of 50 Oe for the RS7 sample. Black
line indicates WFC and red line ZFC, respectively.
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Figure 10. ZFC and WFC M(T) curves recorded at a probe field of 1000 Oe for the (a) RS1, (b) RS2,
(c) RS3, (d) RS4, (e) RS5, and (f) RS6 samples.

The determination of the Ty of the Fe-substituted YCO compounds was done record-
ing the ZFC and WFC M(T) curves at a higher field (1000 Oe). At this probe field, the
magnetization of the samples with x = 0.75 and x = 0.90 showed a strong interaction
with the external field, confirming the enhancement of the WEM. From ca. 5 K to higher
temperatures, both ZFC and WFC M(T) curves coincided for the sample with x = 0.9.

Based on the above experimental results, it can be inferred that the anisotropic
exchange-spring in crystalline compounds cause a significant increase in the coercive
field of 46.7 kOe at 300 K. This interesting magnetic response has also been observed by
Popkov et al. [5]. In our case, the hard and soft magnetic phases are intrinsically correlated
to the same structure, but they are due to chemical disorders in the sites of the orthorhombic
crystal nanostructure. Moreover, the hysteresis loop shape depends on the finite-size effects
under an applied DC magnetic field (in our case, we use the highest value reported in
the literature of 90 kOe). Hence, the observed ascending/descending hysteresis loops
at several temperatures is explained due to spin reorientation of the antiferromagnetic
vector in the x—z plane, reaching the z-axis at a critical magnetic field, as reported by Jacobs
et al. [21], where a value of 74 kOe at 4.2 K was obtained for the YFeOj3 single crystal.
According to Popkov et al. [5], in nanocrystalline materials, the typical WFM hysteresis
cycle is observed only for the YFO phase when their grain sizes are equal and larger than
41 nm, i.e., the YFO material may exhibit WEM, and the exchange spring-like effect may
occur due to its high magnetocrystalline anisotropy energy. Consequently, considering our
experimental results that showed a grain size of 84 (8) nm, we can also expect the observed
ascending/descending branch behaviors of the M(H) loops of the YFO sample. More
precisely, the combined magnetic effects of the enhanced WEM and the presence of AFM
interactions among the Fe ions of the different sites of the orthorhombic crystal structure
gave rise to different local anisotropy contributions, producing high magnetocrystalline
anisotropy due to the size effect and the enhancement of DM (Dzyaloshinskii-Moriya)
interactions in the samples.

The two effects cannot be separated, and the improvement of WFM features can be
explained assuming a canting angle of 13°, as demonstrated by previous neutron diffraction
analysis [11]. The presence of AFM interactions in the Fe-substituted YCO compounds is
also confirmed by the changes of T values as a function of Fe content, as displayed in
Figure 11. Indeed, the Ty values increase nonlinearly with increasing Fe content, reaching
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the reference value for YFO [8]. Of course, the Fe substitution phenomenon is randomly
changing locally the anisotropy by changing the lattice parameters, as shown by the
XRD results. These modifications favor the spin reorientation and magnetization reversal
phenomena.

700
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Figure 11. Néel temperature Ty dependence on x (Fe concentration) estimated from 1000 Oe M(T)
curves. The solid line passing by experimental points is only a guide for viewing.

3.4. Mossbauer Analysis
3.4.1. Measurements at 300 K

In agreement with the magnetization data, the 300 K 57Fe Mossbauer spectra recorded
for samples with different Fe concentrations show, on the one hand, partial (x = 0.50) or
total (x = 0.25) paramagnetic behavior (see Figure 12a). On the other hand, the 300 K 57Fe
Mossbauer spectra of the samples with x = 0.75 and 1.0 show six absorption lines due to the
nuclear Zeeman interaction with a local magnetic hyperfine field (By¢). The refined values of
the corresponding hyperfine parameters are given in Table 3. The values of isomer shift are
typical of the presence of Fe>* ions. Another important feature that should be highlighted is
that the line widths of the Mossbauer spectra are generally broader for samples with x = 0.25,
0.50, and 0.75 compared with those of the RS7 sample (x = 1.0), the latter being expected to
show less atomic disorder. Therefore, the broadening effect of magnetic lines is probably
caused by different iron environments, since in the orthorhombic crystal structure of these
perovskites, a 3d° Fe3* jon is usually surrounded by 2, 3, 4, 5, or 6 Cr3* jons in octahedral
sites. The result of the chemical disorder is a hyperfine magnetic field distribution, i.e., a
distribution of static sextets. In particular, the fit of the Fe Mossbauer spectrum of the
sample with x = 0.50 was done with two magnetic sextets and one quadrupolar doublet. The
two sextets will represent the different local Fe environments of the orthorhombic crystal
structure, while the doublet, best seen in the inset spectrum recorded in a low-velocity
range, must be associated with Fe3* ions in the paramagnetic state resulting from Cr>*-rich
environments (T < 300 K, e.g., for the x = 0.25, Ty = 153 K). The features discussed above
tell us that the Fe substitution is not homogeneous, leading to an assembly of clusters
with different compositions, i.e., a chemical disorder in the octahedral sites (B-sites) of the
orthorhombic crystal structure. Thus, the largest magnetic component can be attributed
to Fe3* ions preferentially surrounded by Fe®* ions (Ty > 300 K), while the quadrupolar
doublet is associated with a neighborhood rich in Cr3* ions, of course, with Ty values
lower than 300 K, as shown by our magnetization data.

116



Nanomaterials 2022, 12, 3516

Relative transmission

-12
1.00 22

0.98
0.96
0.94
0.92
0.90

1.00 -2

0.99

0.98

1.00 =g

0.97

1.00 lstaiges

0.99
0.98
0.97
0.96

V (mm/s) V (mm/s)

0 6 1i

0.96
0.94

092 !
1.00 fegseantung,

099
098
097
096
1.00 Jeafeodn,

0.99

Relative transmission

0.98

0.97
1.000 20

0.995

YFe,Cr O, | (b)

10

0 V (mm/s) -10 5 0 (mmis)
Figure 12. (a) RT Mossbauer measurements of the Fe-substituted YFexCr_,O3 compounds. Samples
with x = 1.0, 0.75, and 0.5 are measured with £12 mm/s. The inset shows the same spectra for x = 0.5
but with a maximal velocity of £2 mm/s, as in the case of the YFeq 75Cr( 7503 sample (last spectrum).
(b) Same sample measured at 77 K. The subspectra used to fit these spectra are also shown. The two
sextets represent the two iron configurations in octahedral sites of the orthorhombic crystal structure
of the perovskite.

Table 3. Refined values of the hyperfine parameters at given temperatures.

IS 2e or A By .
x T (K) (mm/s) (mm/s) (T) Ab;°tript},;’“iA2r°a

+0.01 +0.01 +05 atio 7o
1 300 0.37 0.00 50.1 100
77 0.48 0.01 55.2 100
300 <0.38> <0.04> <40.7> 100

0.75 77 0.47 0.03 53.8 49
0.47 0.05 52.6 51

<0.47> <0.04> <53.2>

300 0.39 0.28 62

0.40 —0.24 50.1 22

0.46 —0.12 48.5 8

0.50 0.35 0.15 13.3 8
77 0.48 0.02 51.0 62

0.48 —0.10 52.7 38

<0.48> <—0.02> <51.7>

300 0.36 0.28 100

0.25 77 0.47 0.08 479 74
0.47 0.08 45.0 23

0.47 0.79 3

117



Nanomaterials 2022, 12, 3516

3.4.2. Measurements at 77 K

To better understand the local environment of the 5 Fe ions in the orthorhombic crystal
structure, additional measurements were made at 77 K for all Fe-substituted series, and
the corresponding Mdssbauer spectra are shown in Figure 12b. At 77 K, below the Ty
values of the Fe-substituted YCO compounds (see Figure 11), one would therefore expect a
pure Zeeman nuclear interaction in all % Fe spectra. The spectra, in general, show all six
expected absorption lines, but with different broadening and asymmetries depending on
the Fe content. While the 77 K Mossbauer spectrum of the YFO (x = 1) compound can be
perfectly described by a single magnetic component, those of RS5, RS3, and RS2 require at
least two magnetic components. The refined values of the hyperfine parameters are given
in Table 3. Thus, to fit these 77 K spectra, we have two magnetic sextets to account for, at
least, two octahedral configurations of Fe>* ions for samples with non-zero x. The results
clearly show that By values decrease with increasing content. Even at 77 K, the spectrum
of the YFe 55Cr 7503 sample required an additional quadrupolar doublet, with a fraction of
5% of total spectra. Thus, considering that the magnetization data show a Ty value for this
sample equal to 153 K, the quadrupolar doublet must be associated with Fe3* ions with a
Cr®* ion-rich neighborhood.

According to the Néel temperature of the series, it is understandable why the samples
with x = 1.0 and 0.75 show hysteresis cycles, although the YFeO3 sample has a lower
magnetic energy than the 50% sample. Similarly, for the other two samples with x = 0.25
and zero, the magnetic susceptibility is consistent with paramagnetic behavior, which is
understandable due to their lower Ty values than 300 K. The series contains samples with
weak ferromagnetism and paramagnetic behaviors.

In brief, 77 K Mossbauer spectra were fitted, at least, with two different octahedral
environments for Fe ions, and the results suggest that the presence of Cr ions decreases the
By value, but the difference between the two sextets of the Fe-substituted YCO compounds
increases, except for the pure YFO, where only the sextet was required to have a good fit
of the spectrum. One explanation for this decrease may be due to competing mechanisms
between the antiferromagnetic interactions between Fe-Fe, Fe—Cr, and Cr-Cr exchanges
and the DM interaction. Indeed, the asymmetric DM interaction is known to be the main
interaction responsible for the WEM observed in YFO, where the antiferromagnetic coupling
mechanism is due to superexchange interactions between the t3-O-t3 and e2-O-e2 orbitals,
whereas for the YCO compound, the mechanism is a coupling to the t—e orbitals [22-24].
Therefore, we have in the Fe-substituted YCO samples a mixed exchange mechanism that
is enhanced by the atomic disorder naturally present in our samples. It can be expected
that due to the Fermi contact and the transferred magnetic field contribution to the total
hyperfine magnetic field depend on the s electrons and the superposition of 3d, s, and
p electrons, respectively, there is increasing competition of Fe environments as the iron
concentration of the sample increases. An appropriate calculation using the mean field
theory gave the relationship Jge_re > Jre-cr > Jcr—cr [8]-

4. Conclusions

In the present work, the structural and magnetic properties of the Fe-substituted
perovskite series were studied in detail. Specifically, the average crystalline grain size of the
YFeO3; compound, calculated using the harmonic spherical approach in a Rietveld refine-
ment, was 84 (8) nm, a size where weak ferromagnetism can occur in this compound. In the
Fe-substituted YFe,Cr;_,O3 compounds, X-ray and neutron diffraction patterns collected
at RT and 2 K gave a linear increase in the lattice parameters of the orthorhombic structure
with increasing Fe concentration, where the c-parameter had the most pronounced increase.
This increase obviously translates into an increase in the volume cell and consequently a
change in the magnetocrystalline anisotropy of the samples, i.e., a magnetic anisotropy that
depends on the Fe concentration. Considering that X-ray and neutron diffraction showed
only one crystalline phase for all samples, and the above results of lattice parameters that
showed a gradual increase with increasing iron content, we can highlight that autocom-
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bustion is a useful method for the synthesis of pure YFeO3 with high stoichiometry. The
90 kOe M(H) curves taken at RT and 5 K for all Fe-substituted samples suggest the presence
of spin reorientation and magnetization reversal phenomena associated with homogenous
(Fe-Fe, Cr-Cr) and non-homogeneous pairs of 3d-ions (Fe-Cr). The dependence of the
Hc, M,, and o, with Fe concentration clearly showed the onset of WEM for x = 0.60-0.80
values. For x = 1.0, the high Hc value of 46.7 kOe was calculated after subtracting the AFM
contribution (linear contribution of the paramagnetic phase). This latter result implies that
an enhancement in the WFM is achieved due to chemical inhomogeneity of the YFeO3
phase. Moreover, the values of M, and o at 300 K are in agreement with the values com-
monly found in single crystals. The WFC and ZFC M(T) curves recorded at low (50 Oe) and
high (1000 Oe) probe field analysis allowed the magnetic properties and global magnetic
response of the spin reorientation process to be tuned. The high field M(T) curves allowed
for accurate determination of Ty values and showed a nonlinear dependence of Ty on
Fe concentration. The sample with x = 0.75 clearly exhibited a higher magnetic disorder,
as corroborated by Mossbauer spectra recorded at 77 K and 300 K. The magnetization
measurement performed in a low probe field of 50 Oe, for the sample with x = 0.50 showed
a diamagnetic-like behavior near the compensation temperature of 245 K, where an inverse
magnetization and the most intense remanence and saturation values at 300 K were found
compared to the other samples. For the low Fe content (x = 0.25) and pure orthochromite
samples, they showed paramagnetic-like behavior at RT, with a magnetic order only below
150 K. Mossbauer spectra allowed us to study the local Fe environment and visualize a
weak enhanced ferromagnetism, due to a remarkable high canting angle (13°), estimated
previously from neutron diffraction analysis, and its variation with Fe concentration. At
least two octahedral Fe sites were identified in the non-pure Fe-substituted samples, whose
evolution of the magnetic hyperfine field (By¢) can be explained using the results of mean
field theory reported in the literature. The sample with x = 0.50 showed good magnetic
properties and is a suitable candidate for further study.
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Abstract: Piezo-photocatalytic technique is a new-emerging strategy to alleviate photoinduced charge
recombination and thus enhance catalytic performance. The heterojunction construction engineer-
ing is a powerful approach to improve photocatalytic performance. Herein, the BiOCl/NaNbO3
with different molar ratios piezoelectric composites were successfully synthesized by hydrothermal
methods. The piezo/photodegradation rate (k value) of Rhodamine B (RhB) for BiOCl/NaNbO3
(BN-3, 0.0192 min~') is 2.2 and 5.2 times higher than that of BiOCI (0.0089 min~') and NaNbOs
(0.0037 min 1), respectively. The enhanced performance of BN-3 composite can be attributed to the
heterojunction construction between BiOCl and NaNbOj3. In addition, the piezo/photodecomposition
ratio of RhB for BN-3 (87.4%) is 8.8 and 2.2 times higher than that of piezocatalysis (9.9%) and
photocatalysis (40.4%), respectively. We further investigated the mechanism of piezocatalysis, photo-
catalysis, and their synergy effect of BN-3 composite. This study favors an in-depth understanding of
piezo-photocatalysis, providing a new strategy to improve the environmental pollutant remediation
efficiency of piezoelectric composites.

Keywords: BiOCl/NaNbOj3; heterojunction; piezocatalysis; photocatalysis; degradation

1. Introduction

There is increasing social concern over the current energy and environmental issues,
especially wastewater pollution (originating from rapid industrial development), which
poses a direct threat to human health [1,2]. Researchers are seeking effective, cost-efficient,
stable, and safe ways to degrade and remove hazardous compounds in water. Semicon-
ductor photocatalysis is one of the prominent strategies, not only converting sustainable
solar energy into hydrogen energy but also utilizing visible light to degrade organic pollu-
tants. A large number of semiconductor photocatalysts and their composites have been
reported to improve the water splitting or pollutant degradation performance, such as
Zn0O and WOj3 [3-5]. Among the various semiconductors, bismuth oxychloride (BiOCl) as
a p-type bismuth oxyhalides semiconductor has an open layered structure composing of
[Bi, O, ]2 layers sandwiched between [CL%~ plates, which can facilitate the separation
of photo-produced electrons and holes due to the more space to polarize the atoms and
orbitals involved [6]. However, BiOCl is limited by its wide band gap (~3.4 eV), rep-
resenting favorable photocatalytic performance only under ultraviolet light irradiation.
Therefore, heterojunction—construction engineering is one of the most powerful strategies
to achieve a broader photoresponse and improved photocatalytic activity by constructing
heterostructured BiOCI photocatalysts [7-9].

In addition to photocatalysis, piezoelectric catalysis is also an efficient and environ-
mentally friendly dye degradation method [10-12]. Vibration is one of the most common
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sources of energy in our environment. In piezoelectric catalysis, mechanical vibration gen-
erates an electric charge on the surface of the piezoelectric catalyst through the piezoelectric
effect, which in turn reacts with the dye molecules, leading to the decomposition of the
dye [13,14]. Combining with photocatalysis, piezoelectric materials possess the ability to
reduce the carrier recombination rate due to the existence of an internal piezoelectric field
in piezoelectric materials. In past decades, perovskite niobates, including NaNbO3, have at-
tracted intensive attention because of their nonlinear optics, ionic conductive, piezoelectric,
and photocatalytic properties [15-17]. In addition, the piezo-photocatalysis and pyroelec-
tric catalysis of NaNbOj3 have been thoroughly studied in recent years. For example, Jia’s
group has found that NaNbOj3 nanofibers possess a highly efficient piezoelectrically and
pyroelectrically bi-catalysis for decomposition of organic dye [18]. It is worth noting that
BiOCl is a piezoelectric material with piezocatalytic activity in response to ultrasound. Jia’s
group have also reported that BiOCI shows highly efficient dye wastewater decomposition
under the condition of light (300 W Xenon lamp) and ultrasound (120 W, 40 kHz) together,
which is much greater than that of only with light or only with ultrasound, respectively [19].
However, there are not any reports for piezo-photocatalysis of BiOCl/NaNbO3 hetero-
junction piezoelectric composite. Therefore, it is necessary to explore the mechanism of
BiOCl/NaNbOj3 piezoelectric composite for enhancing degradation efficiency by using the
synergistic effect of piezoelectric catalysis and photocatalysis.

In this work, the BiOCl/NaNbOjs piezoelectric composites were prepared by the
hydrothermal method. The polarization electric field hysteresis loop (P-E) and electric-field-
induced strain (S-E) curves confirm the BIOCl/NaNbO3 composite has good ferroelectric
and piezoelectric properties. The catalytic performance of BiOCl/NaNbOj piezoelectric
composite was remarkably enhanced by the heterojunction construction and the synergy
effect of piezocatalysis and photocatalysis, which greatly promote the separation of electron-
hole pairs under electric field.

2. Materials and Methods
2.1. Materials Fabrication
2.1.1. Synthesis of NaNbOj3

The NaNbO3 powder was prepared by the hydrothermal method. Briefly, 1 g Nb,Os
was added into 30 mL sodium hydroxide (NaOH, 10 M) aqueous solution and stirred for
2 h. Then, transferred above solution into a 50 mL Teflon-lined autoclave and reacted at
180 °C for 48 h. The precipitate was washed thoroughly and dried at 80 °C.

2.1.2. Synthesis of BiOCl

In brief, 5 mmol bismuth nitrate (Bi(NO3)3-5H,0, 99.5%) and 5 mmol potassium
chloride (KCl) were added into 30 mL deionized water (DI water) and stirred for 0.5 h.
Then, the above solution was transferred into a 50 mL Teflon-lined autoclave and heated at
180 °C for 12 h. The precipitate was washed thoroughly and dried at 80 °C.

2.1.3. Synthesis of BiOCl/NaNbO3; Composites

Different contents (1, 2, 3, 4 mmol) of NaNbOj (prepared in 2.1.1) were added into the
30 mL DI water and stirred for 0.5 h, and then, 5 mmol Bi(NOj3)3-5H,0 and 5 mmol KC1
were added into the solution and stirred for another 0.5 h. The above solution was trans-
ferred into a 50 mL Teflon-lined autoclave and reacted at 180 °C for 12 h. The corresponding
composites were named as BN-1, BN-2, BN-3, BN-4.

2.2. Photocatalytic Performance Experiment

The piezo/photocatalytic activities were evaluated by the degradation of RhB under
UV-vis light irradiation and ultrasound. The 0.1 g catalyst was added into the RhB aqueous
solution (100 mL, 5 mg/L) in dark and stirred for 30 min to reach adsorption-desorption
equilibrium. After that, the mixed solution was treated with UV-vis light irradiation
(300 W Xe lamp) and ultrasonic (50 W, 40 kHz). Change the water every five minutes
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to avoid the effects of temperature. A 4 mL solution was taken out every 20 min and
centrifuged to remove the catalyst. The residual amount of RhB was recorded by the
UV-vis spectrophotometer (Yoke, N6000, Shanghai, China) within the range of 300-800 nm.

2.3. Characterization

X-ray diffractometer (XRD) patterns were obtained to validate the phase purity and
crystallinity of the powders on the XRD equipment (Rigaku Smartlab Beijing Co, Beijing,
China). Scanning electron microscope (SEM) images of the prepared catalysts, including
energy dispersive X-ray spectroscopy (EDS) capabilities, were measured with an SEM
Regulus 8230, Hitachi Co, Tokyo, Japan. The transmission electron microscope (TEM)
was used by JEOL JEM-F200 (Tokyo, Japan). The absorption spectra of these powders
were tested in a UV-vis spectrophotometer (PerkinElmer Lambda 35, Waltham, MA, USA).
X-ray photoelectron spectroscopy (XPS) was carried out with a ESCALAB 250, Thermo-VG
Scientific, Waltham, MA, USA to analyze the components and the valence states. The
specific surface areas of the samples were tested by Micromeritics ASAP 2460 Brunauer-
Emmet-Teller (BET, Shanghai, China) equipment with Ny as the carrier gas. The polarization
electric field (P-E) loops and electric-field-induced strain (S-E) were tested in silicone oil
at room temperature with 1 Hz frequency using a MultiFerroic II, Radiant technologies
Inc., Albuquerque, New Mexico. The sample powders were pressed in a pellet (1 cm
diameter and 0.20 mm thick) with Polyvinyl Alcohol (PVA) solution as a binder and then
annealed at 600 °C to burn out the PVA binder. The pellets were coated on both sides with
Au electrodes.

3. Results and Discussion

X-ray diffraction patterns (XRD) of BiOCl, NaNbO3 and a series of BiOCl/NaNbOj3
piezoelectric composites are shown in Figure 1la. The distinct diffraction peaks of pure
BiOCl can be related to tetragonal BiOCl (PDF card no. 82-0485, space group: P4/nmm),
and the diffraction peaks of pure NaNbOj3 can be indexed to orthorhombic NaNbOs3 (PDF
card no. 77-0873, space group: P2yma). As for BIOCl/NaNbOs piezoelectric composites
(BN-1, BN-2, BN-3, BN-4), there are both BiOCl and NaNbOj peaks can be observed. In
addition, the crystallite sizes were calculated by Scherrer formula: D = %, where D is
crystallite size (nm), K is 0.9 (Scherrer constant), A is 0.15406 nm (wavelength of the X-ray
sources). The average crystallite sizes of BiOCl, NaNbO3, and BN-3 are 57, 22, and 56 nm.
With the increase of NaNbOj3 content, the diffraction peaks increased. The UV-vis diffuse
reflectance spectra (DRS) of BiOCl, NaNbO3 and BN-3 are exhibited in Figure 1b, which
indicate the absorbance threshold of NaNbOj3, BiOCl, and BN-3 are the same. The estimated
band gaps (E,) of BIOCl and NaNbOj3 are computed in Figure 1c by (Ahv)z/ "~ hv—Eg,
where A is for absorbance, /v is for irradiation energy [20], and the obtained values are 3.44
and 3.52 eV, respectively. The valance band X-ray photoelectron spectroscopy (VB XPS)
spectra in Figure 1d show that the valance band values of BiOCl and NaNbOj are 2.57 and
2.50 eV. Together with the band gaps, the conductive band (CB) position can be calculated
by Eyp = Ecp — Eg, which are —0.87 (BiOCl) and —1.02 eV (NaNbO3).

The morphology and microstructure of the BN-3 powder were investigated by scan-
ning electron microscopy (SEM), element mapping and transmission electron microscope
(TEM), and the results were shown in Figure 2. From Figure 2a, the irregular particles
can be observed and the distribution of the corresponding main elements are shown in
Figure 2b—f. The different colored areas suggest that Nb-, Na-, O-, Bi-, and Cl-enriched
areas of the BN-3 composite, respectively. The TEM image of the BN-3 powder is displayed
in Figure 2g. The lattice spacing of 0.343 and 0.273 nm in Figure 2h-i are corresponding to
the (101) of BiOCl and (121) plane of NaNbOs, respectively. The result agrees well with
that in the XRD patterns as shown in Figure 1a.
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Figure 1. (a) XRD patterns of BiOCI, NaNbOj3, and BiOCl/NaNbOj piezoelectric composites; (b) UV-
vis absorption spectra; (c) the estimated band gaps of BiOCl and NaNbOj3; (d) VB XPS spectra of
BiOCl and NaNbO3.

X-ray photoelectron spectroscopy (XPS) spectra of the BiOCl, NaNbO3, and BN-3
piezoelectric composite are shown in Figure 3. From Figure 3a, the peaks of Bi 4f of BiOCl
(BN-3) located at 159.60 (159.24 eV) and 164.90 eV (164.52 eV) can be assigned to Bi 4f;,
and Bi 4fs,,, respectively, suggesting the Bi®* exists in the BIOCI (BN-3). In Figure 3b, the
Cl2p peaks at 198.29 (197.90 eV) and 199.93 eV (199.54 eV) can be attributed to Cl 2p3,, and
Cl 2p; sy, respectively, which indicate the C1~ in BiOCl (BN-3) [21]. The peak at 1070.62 eV
(1071.42 eV) in Figure 3c is ascribed to Na 1s in NaNbOj3 (BN-3). In Figure 3d, it is clearly
seen that the binding energies located at 206.67 (207.05 eV) and 209.40 eV (209.78 eV)
belong to Nb 3d5,, and Nb 3d3 ,, respectively, reflecting that Nb is in the Nb (+5) chemical
state [22]. As shown in Figure 3e, the peaks located at 530.39 (BiOCl), 529.60 (NaNbO3),
and 529.98 eV (BN-3) correspond to O 1s. Compared with BiOCl, the blue shift of all peaks
for BN-3 can be observed, while the red shift compared with NaNbOj3. The XPS survey
spectra also indicate that BiOCl is composed of Bi, O, and Cl elements, and NaNbOj is
mainly composed of Na, O, and Nb elements, while BN-3 contains all elements above,
as shown in Figure 3f. In short, the XPS results demonstrate that the BN-3 piezoelectric
composite is composed of BiOCl and NaNbOs.

The polarization electric field hysteresis loop (P-E) and electric-field-induced strain
(S-E) curves of BN-3 composite are displayed in Figure 4. From Figure 4a, a saturated and
nearly squared P-E loop can be observed, and the remnant polarization (Pr) is 35.13 pC/cm?
and the coercive field (Ec) is 8.72 kV/mm. The result shows that BN-3 composite has well
ferroelectric properties, favoring the spatial separation and transportation of photo-induced
carriers [23]. The S-E curve in Figure 4b exhibits an asymmetric butterfly shape, confirming
the piezoelectricity of the BN-3 composite [24,25].
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5nm " 0273 nm:

Figure 2. (a) SEM image; (b—f) EDS element mappings; (g) TEM image; (h,i) lattice fringes images
of BN-3.

Consequently, the piezo/photocatalytic activities of BiOCl, NaNbOs3, and BiOCl/
NaNbOj piezoelectric composites were evaluated by the degradation of Rhodamine B
(RhB) under the condition of light irradiation and ultrasound. From Figure 5a, BN-3
exhibits better piezo/photocatalytic performance than that of BiOCl, NaNbOj3, and other
content BiOCl/NaNbO3 composites. The rate constant k values are obtained from Figure 5a
via the pseudo-first-order equation [26]: In(Cy/C;) = —kt, where Cp is RhB concentration
for initial and C; is for after irradiation time f. And the decomposition ratio is calculated

via the formula: y = ( — g—[‘)) x 100%. As shown in Figure 5b, the apparent reaction

rate constant k for BiOCl, BN-1, BN-2, BN-3, BN-4, and NaNbOQOj is 0.0089, 0.0112, 0.0134,
0.0192, 0.0168, and 0.0037 min~!, respectively. The piezo/photodegradation rate of RhB
for BN-3 is 2.2 and 5.2 times higher than that of BiOCl and NaNbOj3, the histogram in
Figure 5c¢ reflects this directly. The degradation percentages of BiOCl, NaNbO3 and BN-3
are 29.8%, 61.9% and 87.4%, respectively. In addition, the BET surface areas of BiOCl,
NaNbOj;, and BN-3 are 0.24, 2.00, and 1.32 m2/ g, and the pore volumes are 0.0008, 0.0088,
and 0.0037 cm®/g, respectively. The BET surface areas of the samples are in the same
order of magnitude, which means the BET surface areas not can decisive the catalytic
activity. This result indicates the heterojunction in BN-3 exerts a tremendous advantage
on the piezo/photocatalytic process. To investigate the most reactive species during the
process of RhB decomposition, the radical trapping experiments were carried out in the
presence of BN-3 as a catalyst. From Figure 5d, the piezo-photodegradation efficiency of
RhB is remarkably inhibited while adding the triethanolamine (TEOA, 50 uL) scavenger for
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trapping hole (h*) to the mixed solution, demonstrating an important role of h* in the piezo-
photocatalytic process. While L-ascorbic acid (VC, 40 mg) for superoxide radical (-O, ™) was
added, the degradation efficiency also decreased rapidly. The RhB degradation efficiency is
decreased slightly by adding the isopropanol (IPA, 50 uL), reflecting the hydroxyl radical
(-OH) plays a secondary role in this process. These results indicate that the effect in this

piezo-photocatalytic process is: h* >-O,~ >-OH.
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(c) the histogram of corresponding reaction rate constant; (d) piezo-photodegradation curves with

disparate scavengers of BN-3 composite.

To demonstrate the piezocatalysis, photocatalysis, and the synergy effect of piezocatal-
ysis and photocatalysis of BN-3 piezoelectric composite, the RhB degradation capability
within 100 min was measured under the condition of ultrasound only, light only, and
ultrasound + light together. UV-vis absorption spectra of RhB for BN-3 under different
conditions are shown in Figure 6a,c,e, which correspond to light, ultrasound, and both light
and ultrasound, respectively. From Figure 6b,d,f, the degradation rate is the lowest under
the condition of only ultrasound, the rate constant k (0.0005 min—') and decomposition
ratio (9.9%) are well below those of the condition of only light (0.0044 min~! and 40.4%)
and light + ultrasound together (0.0192 min~! and 87.4%). The decomposition ratio of RhB
under synergy of piezocatalysis and photocatalysis is 8.8 and 2.2 times higher than that
of piezocatalysis and photocatalysis, respectively. The rate constant k under synergy of
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piezocatalysis and photocatalysis is 38.4 and 4.36 times higher than that of only ultrasound
and only light. In addition, based on the same condition, compared to other piezoelectric
materials past reported, the k value of BN-3 is higher than that of NaNbO3/CuBiyO4
nanocomposites (0.0112 min~1) [27], and closing to that of BaTiO3/KNbOj3 heterostructure
(0.01492 min~—1) [28]. The result confirms that the synergy effect of piezocatalysis and
photocatalysis of BIOCl/NaNbQOj3 piezoelectric composite plays an important role in the
highly efficient degradation of RhB. One of the key parameters in the piezo-photocatalyst
is reproducibility, and Figure 7 shows the cycling performance of the piezo-photocatalytic
activity of BN-3 for degrading RhB. After three cycles, the degradation efficiency is just
reduced a little. This result evidences that BN-3 possesses a high reproducibility.
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Figure 6. UV-vis spectral absorption of RhB for BN-3 under the condition of (a) only light, (c) only
ultrasound and (e) light + ultrasound; (b) the kinetic curves of RhB degradation for BN-3 under these
three control conditions; (d) the dynamics of degradation reaction [(—In(C;/Cp)]; (f) the histogram of
corresponding reaction rate constant and decomposition ratio.

On the basis of the above analysis, the possible mechanism for piezocatalytic, photo-
catalytic, and their synergetic catalytic process of BiIOCl/NaNbOj3 piezoelectric composites
are shown in Figure 8. According to our experiment, the valance band of NaNbO3 is
2.50 eV, while BiOCl is 2.57 eV; the conductive band of NaNbO3 is —1.02 eV, while BiOCl is
—0.87 eV. In the condition of only light, the photoelectrons are excited from the valance
band to the conductive band, and the electrons will transfer from the conductive band
of NaNbOj; to the conductive band of BiOCl, and thus build an inner electric field. The
built-in electric field can promote the separation of electrons and holes. However, there
is still a combination of electrons and holes in the inner of BiOCl/NaNbOj piezoelectric
composites because the built-in electric field is easily prone to be screened by electrostatic
compensated free space charges [29]. This reduces the degradation efficiency of RhB. In
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the condition of only ultrasound, the cavitation bubbles will form, expand, and burst, an
amount of electric charge can be generated [30,31]. These positive and negative charges
will transfer to the opposite directions under the influence of the alternating built-in electric
field. In the condition of both light and ultrasound, the electrons and holes located at the
conductive band and valance band will transfer to the opposite directions under the inter-
nal piezoelectric potential, causing electrons to accumulate in the conductive band of BiOCl
and holes accumulate in the valance band of NaNbO3 [32-34]. Subsequently, the electrons
on the CB of BiOCl combined with the absorbed O, to produce -O, . Meanwhile, part
holes on the VB of NaNbOj; will oxidize hydroxyl to form -OH. Finally, the reactive species
-OH, h*, and -O, "~ will participate in the oxidative degradation of RhB. The combination
rate of electrons and holes will be reduced significantly under the built-in electric field, thus
the decomposition ratio of BIOCI/NaNbOj3 piezoelectric composite increased remarkably.
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Time (min)

Figure 7. The cycling performance of the piezo-photocatalytic activity of BN-3 for degrading
RhB solution.
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Figure 8. Possible piezocatalytic, photocatalytic, and piezo-photocatalytic mechanism of BiOCl/
NaNbOj3 piezoelectric composites.

4. Conclusions

In conclusion, BiOCl/NaNbOj piezoelectric composites are synthesized via a two-
step hydrothermal route. Under UV-vis light and ultrasonic exposure, the BN-3 for
piezo-photocatalytic decomposition of RhB demonstrate remarkable piezo-photocatalytic
performance than that of BiOCl and NaNbO3 component due to the heterojunction con-
struction. Furthermore, the piezo/photodegradation rate of RhB for BN-3 is higher than
that of piezocatalysis and photocatalysis, indicating the synergistic effect of piezocatalysis
and photocatalysis plays a significant role in the degradation process. Some issues, such
as the specific promotion mechanism of the NaNbO3 and BiOCl of the contribution of the
piezo-photocatalytic performance, need to be further investigated for better understand-
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ing. However, this work provides a feasible approach for the development of efficient
piezoelectric photocatalysts for heterojunction construction.
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Abstract: The CH3NH3Pblz (MAPDI3) powders were ground by Pbl, and CH3NHj3I prepared by
ice bath method. The humidity sensitive properties of an impedance-type sensor based on MAPbI3
materials were systematically studied. Our results indicate that the MAPbI;3-based sensor has superior
sensing behaviors, including high sensitivity of 5808, low hysteresis, approximately 6.76%, as well as
good stability. Water-molecule-induced enhancement of the conductive carrier concentration was
argued to be responsible for the excellent humidity sensitive properties. Interestingly, the humidity
properties can be affected by red light sources. The photogenerated carriers broke the original balance
and decreased the impedance of the sensor. This work promotes the development of perovskite
materials in the field of humidity sensing.

Keywords: humidity sensing; impedance-type sensors; organometallic halide perovskite

1. Introduction

Perovskites with the formula of AMXj3 (where A stands for an organic group or inor-
ganic cation with twelve neighboring, X is a halide anion, and M is a metal cation) have
been evidenced to be exciting solar absorber materials [1]. Besides the light harvesting
performance, these compounds have recently demonstrated several intriguing properties,
such as high dielectric constant [2], ferroelecticity [3], photorestriction [4], resistive switch-
ing [5], and optical cooling [6]. However, the AMXj3 perovskites suffer from the major
obstacle of chemical and structural instability because they are sensitive to environmental
factors. Previous work indicated that the perovskite lattice can interact with the polar water
molecules due to the formation of strong hydrogen bonds between water molecules and
the halide lattice [7]. This characteristic makes the properties of AMX3 heavily dependent
on the environment moisture. For example, Alberto Garcia-Fernandez et al. [8] investigated
the electric properties of CH3NH3Pblz (MAPbI3) in wet and dry environments. The results
showed that both capacitance and conductivity in wet condition were several orders of
magnitude larger than those in dry condition. This humidity sensitive feature gives the ma-
terials tremendous promise as probes for sensing of humidity. Truly, outstanding humidity
performances of large sensitivity, remarkable fast response/recovery time, small hystere-
sis loop, and good linearity were reported in humidity sensors based on Cs,PdBr [9],
CH3NH;Pbl;_Cl, [10,11], Cs,BiAgBre [12], and CsPbBrs [7].

MAPDbI;3, being an important member of the AMX3 family, has properties that strongly
depend on environment humidity [8], indicating that it can be used as a humidity sensing
material. Although humidity detection by MAPbI; was attempt by Ilin and co-authors [13],
details about its humidity performances have not been studied. Additionally, because
of the low-cost solution-based method and cheaper CH3NH,, perovskite MAPbI; is less
expensive than most humidity sensing materials such as CsPbBrj3 [14], Cs,PdBrg [9], and
CsyBiAgBrg [12]. Moreover, it was proved that illumination could lead to a giant dielectric
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constant of lead halide perovskite [2]. Hence, we herein present a systematical investigation
on the humidity performances of an impedance-type humidity sensor based on MAPbI;.

In this work, MAPbI; was fabricated by grinding CH3NH3I made from an ice bath
with Pbl,. The humidity sensing performance of the humidity sensor based on perovskite
MAPbDI; were tested at room temperature in the range of 11-94% relative humidity. Our
results show that the MAPbI3-based humidity sensor exhibits high humidity sensitivity
performance. The possible mechanism of the humidity sensitivity and photoinduced
changes were also discussed.

2. Materials and Methods
2.1. Powder Preparation

Methylamine iodide (MAI) was synthesized from 24 mL methylamine (MA) solution
and 10 mL hydroiodic acid (HI) solution [15]. MA solution and HI solution were firstly
mixed in a smaller beaker that was placed in a larger beaker at 0 °C. The mixed solution
was continuously stirred in an ice bath for 120 min until evenly mixed to form a slightly
yellowish solution. Then, the resulting mixture was evaporated in a vacuum oven at
90 °C for 7 h until a white precipitate was obtained. After naturally cooling down to
room temperature, the obtained precipitate was washed 3 to 4 times with ether in a
centrifuge. Eventually, the precipitate was dried at 60 °C for 24 h to obtain white crystalline
powder MAL

Preparation of lead methyl iodide triiodide (MAPbI3). An equal molar amount of MAIL
powder and Pbl, powder were ground in an agate mortar for 20 min until a visually black
powder was obtained.

2.2. Characterization of Materials

The crystalline phase composition and structure of all powders were examined by
X-ray diffraction (XRD, Rigaku Smartlab Beijing Co. Beijing, China) using Cu K « radiation.
The morphology of MAPbI; powders was analyzed by scanning electron microscope
(SEM, Model S 4800, Hitachi Co, Tokyo, Japan). The possible ferroelectricity of MAPbI;
was investigated by measuring polarization-electric field (P-E) hysteresis loop using a
TF analyzer (MultiFerroicll, Radiant technologies Inc, Albuquerque, New Mexico). In
doing so, Au top electrodes were sputtered onto the surface of MAPDI3 film to form a
sandwich structure of Au/MAPbI3/Au. The ultraviolet photoelectron spectroscopy (UPS)
measurement was carried out using He-I radiation (21.2 eV) in vacuum (108 mbar) to
measure the highest filled energy level of valence band (VBM) of MAPbI; film. The sample
was biased at —10 V for measurement in the secondary electron cut off region.

2.3. Humidity Sensor Fabrication and Performances Measurements

The MAPDI3-based humidity sensor was fabricated by aerosol deposition method on
Al,O3 substrate covered with Au interdigitated electrodes. Figure 1 presents the photo
images of the Al,O3 substrate and fabricated sensor. The sensor fabrication processes are
as follows: firstly, a little amount of MAPbI3 powder was mixed with anhydrous ethanol,
and ultrasound for 15 min to form a homogeneous paste. Then, the paste was uniformly
sprayed onto a Al,O3 substrate using a 0.2 mm caliber spray pen (Sao Tome V130). Two
copper wires were fixed on the electrodes with silver glue. Finally, the sensor was dried at
100 °C for 10 min and naturally cooled down to indoor temperature. The whole process of
sample preparation was shown in Figure 2.

134



Nanomaterials 2022, 12, 523

@

=

(a)

Figure 1. (a) Photo images of the Al,O3 substrate with Au interdigitated electrodes; and (b) the
MAPbI3-based humidity sensor.
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Figure 2. (a) Ice bath method; (b) grinding; (c) the structure of MAPbI; powder; (d) aerosol deposition
method; and (e) the polycrystalline layer structure of MAPbI; thin film.

The different relative humidity (RH) environments were obtained by saturated salt
solutions of LiCl, MgCl,, Mg (NO3),, NaCl, KCl, and KNOj in closed containers. The
environments above these solutions can provided RH levels of 11, 33, 54, 75, 85, and
94%, respectively. The impedance of the sensor was measured by an impedance analyzer
(Hioki 3532-50 LCR). The experimental setup was illustrated in Figure 3. The influence of
illumination on the MAPbI3-based sensor was reflected by impedance variation with and
without light provided by 10 small red LED lights.
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(c)

LiCl MgCl, Mg(NO,), NaCl KCI KNO,

Figure 3. Schematic of the humidity sensing experimental setup: (a) PC; (b) Hioki 3532-50 LCR; and
(c) different humidity environments.

3. Results
3.1. Structure and Morphology Characterizations

The XRD pattern of the MAPbI3 powder was shown in the Figure 4a. The peaks at
14.1°,28.4°,31.7°,40.5°, and 43.0° are assigned to (110), (220), (310), (224) and (314) planes,
respectively. These peaks agree perfectly with MAPbI; perovskite tetragonal structure (The
COD ID of MAPbI;3 is 2107954) [16]. The average grain size of the MAPbl3 powder was
clarified to be ~1.39 um from the SEM image shown in the inset of Figure 4a. Figure 4b
shows the P-E loops of the MAPbI; measured at room temperature with a frequency of
10 Hz under various voltages of 15, 30, and 45 V. The thickness of the film is 450 mm.
The ellipse-shaped P-E loops indicate that the MAPbI3 exhibits no ferroelectric behavior
macroscopically at room temperature. This result is consistent with that reported in
Refs. [3,17].

(a) MAPbI, 0.84(b) — 45V
—30V
— 5V
20um 0.4
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& /
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Figure 4. (a) XRD pattern and SEM image of MAPbI3 powder; and (b) P-E loops of MAPbIj3 film
measured at the frequency of 10 Hz under the voltage of 15, 30, and 45 V.
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3.2. Humidity Sensitive Properties

The humidity sensitive performance of the MAPbI3-based resistive sensor was studied
by testing the impedance upon exposing the sensor to various RH levels with the a duration
time of 5 min in each level. Figure 5a presents the impedance as a function of RH level of the
MAPbI3-based sensor at different frequencies. The impedance decreases with increasing
measurement frequency. The curve measured with 100 Hz shows the largest impedance
variation. Hence, 100 Hz is chosen as the optimum measuring frequency and will be used
in the following part.
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Figure 5. (a) The impedance as a function of RH level of the MAPbI3-based sensor at different
frequencies; (b) the contrast between the MAPbI3-based sensor and other impedance-type humidity
sensors in published literature.

Based on the data in Figure 5a, the humidity sensitive response (S) of the sensor can
be calculated according to the relation [18,19]:

S=Z4/Zn @

where Z4 and Z;, are the impedance values measured at 11%RH and at a specific RH level,
respectively. The MAPbI3-based sensor showed a superior sensitivity of S = 5808. Figure 5b
displays a contrast of sensitive response between the MAPbI3-based sensor and other
impedance-type sensors reported in the literature [12,20-24]. The comparison highlights
that the MAPDbI3 shows the largest sensitivity.

For the purpose of fully characterizing the performance of the MAPbI3-based sensor,
the hysteresis and recovery/response curves of the MAPbI3-based sensor were tested at
100 Hz. The results were given in Figure 6a,b, respectively. The hysteresis curve was
acquired by switching the sensor between the containers with the different RH levels of
11, 33, 54, 75, 85 and 94% in turn, and then shifting back. After an exposure duration of
5 min in each of the RH levels, the impedance was recorded under the optimum frequency
of 100 Hz. Based on the measured impedance values, the humidity hysteresis values can
be reckoned by the following formula [25]:

log(Zads) — log(Zdes)
log(zads)

where Z 4.5 and Z,4 represent the impedance value of the desorption and the adsorption
processes, respectively. A hysteresis value of 6.76% is obtained at 11%RH for the MAPbI;3-
based sensor. The physical adsorption, which is toilless to be desorbed in MAPbI; material,

x 100% (2)
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is much larger than the chemical adsorption that can be weakly influenced by environment
humidity at low humidity level, which results in good hysteresis behavior of the sensor
at low RH levels. Studies have shown that there is a steep increase in the water uptake
in the RH level beyond 80%RH [26]. Therefore, the sensor still exhibits notable hysteresis
under high humidity levels because the physical adsorption is greatly increased. Figure 6b
displays the response and recovery time for the MABbI3-based sensor recorded between
11% and 94%RH. The result shows that the response and recovery times are 31 s and 148 s,
respectively. Response/recovery time under other relative humidity levels are listed in

Table 1.
10’ "
O Tomn || oot T1%RH
1 ¢ 100Hz 5
10" (@) MAPbI, Ny @
10" =il b= - -
_ 107 \ &
E E 102-Response Recovery
10°A \ Time Time
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0 20 40 60 80 100 2800 3000 3200
RH (%) Time (s)

Figure 6. (a) Hysteresis behavior and (b) recovery/response time of the MAPbI;3-based sensor (Z/Z,
is the normalized impedance to the initial impedance Z).

Table 1. Hysteresis and response/recovery time under different RH levels of the MAPbI3-based sensor.

MAPDbI3-based sensor

Hysteresis Response Time (s) Recovery Time (s)
64 (11%—33%) 90 (33%—11%)
Max = 18.61% (75%RH) 56 (11%—54%) 89 (54%—11%)
Min = 6.76% (11%RH) 77 (11%—75%) 131 (75%—11%)
n.=0.767% (117 56 (11%—>85%) 134 (85%—11%)
31 (11%—>94%) 148 (94%—11%)

The repeatability of the sensor was measured by switching the sensor between 11 and
94%RH levels for 5 cycles. The stability test was conducted over a period of 135 days. The
results of repeatability and stability were shown in Figure 7a,b, respectively. After 5 cycles,
the impedance under 11%RH remains 88.13% of the initial value, while under 11%RH,
the impedance hardly changes. This result indicates that the sensor shows satisfactory
repeatability. The impedance curves shown in Figure 7b remain almost constant, revealing
that the sensor exhibits good long-term stability.

3.3. Influence of Light on the Humidity Sensing Properties

Previous work has indicated that red light affects the electric properties of MAPDbI; [26].
To investigate the influence of illumination on the humidity sensing properties of the
MAPDbI3-based sensor, 10 red LED lights were used as light source. The humidity sensor
was placed in the environments of 11%, 54%, and 94%RH successively, and the impedance
values were recorded during the three stages of darkness-lightness-darkness with the
duration time of 300 s in each stage. The results were plotted in Figure 8. It is clearly shown
that under a low humidity level of 11%RH, the impedance can be notably reduced by the
light because the photogenerated carrier breaks the original carrier balance and increases
the electron concentration, leading to the enhancement of electron conductivity. In the
medium and high humidity levels, a similar situation of illumination-induced impedance
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decrease to that of the low humidity level was observed when the lights were on. However,
this impedance variation becomes much weaker than that in 11%RH. However, in the later
stage of lighting, the electron concentration decreases due to electron-hole combination, so
the impedance increases again. After the light source was switched off, considering that the
non-equilibrium carriers does not disappear immediately, the impedance value increases at
low and medium humidity levels due to the electron-hole interaction. However, impedance
remarkably decreases at high humidity level, probably because the interaction between the
light source and the continuous layer of water that forms on the surface of the sample.

10° 10°
MAPbI, @100Hz (a) (b)
; T 11%RH S e e - . .
g 10:4 10" 5
&
8 9 6 |
g —*— 94%RH
Q 10°4 10° 4
E
104 10* 4
* e—9oo 9o o o — o
94%RH
0 1000 2000 3000 0 20 40 60 80 100 120 140
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Figure 7. Repeatability (a) and long-term stability (b) of the MAPbI3-based sensor.
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Figure 8. Illumination-induced impedance variations of the MAPbI3-based sensor in the environment
of (a) 11%, (b) 54%, and (c) 94%RH.

4. Discussion

To investigate the sensing mechanism, complex impedance diagrams of MAPbI3-based
sensor were measured with different RH levels. Figure 9 displays the complex impedance
plots (Nyquist plots) obtained in different RH environments. At the low RH levels of 11 and
33%, the Nyquist plots are arc-like curves with large radius. The large radius indicates the
high resistance at low humidity levels. The arc shrinks with the increasing of RH from 33%
to 54%. A whole semicircle followed by a liner line in the low-frequency range is visible
within the measuring frequency range when the RH beyond 75%RH. Further increasing
the RH level, the semicircle becomes smaller, but the linear line becomes longer. This
phenomenon indicates that both the resistance and reactance underwent a large decrease
as the RH increases.

139



Nanomaterials 2022, 12, 523

Intensity (a.u.)

£
=

i
=]
N

ImZ (Qx10%
(3]
2

o
i

0.0+

0.0 1.0 2.0 3.0 40
ReZ (Qx10°%)

Figure 9. Complex impedance diagrams of the MAPbI3-based sensor with different RH levels.

Previous work has manifested that the absorbed water molecules can deform the
crystal lattice. As the content of water molecules increases to one molecule in one unit
cell, this deformation becomes prominent, but the crystal structure is still not broken
down [11]. This implies that perovskite materials have good capability accommodating
water molecules. Figure 10a presents the UPS spectrum of the material, where the VBM is
1.35 eV below Ef, and its secondary electron truncation is located at 19.5 eV. In addition to
the band gap value calculated from the absorption spectrum, the band structure is acquired
and depicted in Figure 10b (the Eg of MAPDbI; is 1.55 eV), where a standard n type feature
could be concluded. With more water molecules absorbed by the structure, more electrons
would be injected. This would lift the E¢ of the material and enhance the conductivity of the
material [11]. However, perovskite MAPbI; would form the hydrate-CH3;NH;Pbl3-H,O
under high humidity [27]. It is clearly shown in Figure 5a that the impedance of MAPbI;-
based sensor decreases rapidly at low and moderate humidity levels, while the impedance
value decreases slowly at high humidity level. Besides, the color of MAPbI3-based sensor
changes from black to yellow and then back to black when the sensor was successively
exposed to 11, 94%RH and then back to 11%RH for 5 min at each RH level, which indicates
the degradation is reversible. Therefore, under high humidity, most of the water molecules
entering the crystal lattice were used to form hydrate, which leads to slow increase of
electrons in the conduction band and slow increase of electrical conductivity. Moreover,
due to the limitation of perovskite crystal structure, the hydrate formed is limited, so the
electrical conductivity of this material increases slowly.
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Figure 10. (a) The direct UPS spectrum of the as-grown bare MAPbI3; and (b) the energy level
diagrams of as-grown MAPbI; in the cases before and after absorbing water molecules.
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5. Conclusions

In this work, we present investigation on the humidity properties on the MAPbI;-
based sensor. The results show that the sensor exhibits high sensitivity, superior to that of
many perovskite materials. The humidity performances were argued to be caused by the
fact that water molecules entered the perovskite lattice, serving as a strong n-type dopant
that greatly enhances the concentration of conductive electrons. Our results emphasize that
the MAPDI; perovskite has a great promise as humidity sensing material and could have
widespread applications in humidity sensor.
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Abstract: In this paper, the effect of atomic layer deposition-derived laminated interlayer on the
interface chemistry and transport characteristics of sputtering-deposited Sm,O3/InP gate stacks
have been investigated systematically. Based on X-ray photoelectron spectroscopy (XPS) measure-
ments, it can be noted that ALD-derived Al,O5 interface passivation layer significantly prevents the
appearance of substrate diffusion oxides and substantially optimizes gate dielectric performance.
The leakage current experimental results confirm that the Sm>O3/Al,O3/InP stacked gate dielec-
tric structure exhibits a lower leakage current density than the other samples, reaching a value of
2.87 x 107® A/cm?. In addition, conductivity analysis shows that high-quality metal oxide semi-
conductor capacitors based on Sm;O3/Al,O3/InP gate stacks have the lowest interfacial density
of states (Dj;) value of 1.05 x 10" cm~2 eV~!. The conduction mechanisms of the InP-based MOS
capacitors at low temperatures are not yet known, and to further explore the electron transport in
InP-based MOS capacitors with different stacked gate dielectric structures, we placed samples for
leakage current measurements at low varying temperatures (77-227 K). Based on the measurement
results, Smy O3/ Al,O3 /InP stacked gate dielectric is a promising candidate for InP-based metal oxide
semiconductor field-effect-transistor devices (MOSFET) in the future.

Keywords: MOS capacitors; SmyO3 high-k gate dielectric; atomic layer deposition; conduction
mechanisms; interface state density

1. Introduction

As the integration of IC continues to increase, CMOS feature sizes will also continue to
decrease in order to reduce the cost of individual transistors, increase the switching speed of
transistors, and reduce the power consumption of the circuit. As the feature size of CMOS
devices continues to decrease, it will also cause the SiO, gate dielectric and Si substrate
used in conventional processes to decrease in size as well. When the size is smaller than a
certain limit, the gate leakage current will grow exponentially, while the device will not
operate properly due to the laws of quantum physics [1,2]. The use of high-k materials for
the replacement of SiO, gate dielectrics is an option that has been shown to be feasible [3].
Among these high k materials, samarium oxide (Sm,O3) is considered as the next potential
gate dielectric due to its high dielectric constant (~15) [4], sufficiently large band gap
(5.1 eV) [5], low hygroscopicity, and high chemical and thermal stability [6]. Coulomb
scattering and phonon scattering at the interface between the high-k gate dielectric and the
channel material lead to a significant reduction in channel mobility, which severely affects
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the further increase in the speed of CMOS logic devices. Selecting channel materials with
high mobility is an effective way to solve this problem [7]. Compared with conventional
Si-based material CMOS devices, III-V group semiconductors have advantages due to their
large switching speed and small dynamic power consumption [8]. Among the group III-V
semiconductors, InP has received more attention due to its higher carrier mobility and
smaller band gap [9].

However, InP is prone to the formation of interfacial defects, which can limit the
operating performance of the device [10]. Also, a surface with many chemical impurities
can have a considerable impact on the performance of InP MOS capacitors [11]. High D;;
leads to the frequency dispersion of the Fermi energy level pegging and capacitance, which
also prevents the formation of inverse or accumulation layers in CMOS devices [12].

Different InP surface passivation methods have been investigated for a long time,
including low-temperature processes [13], ozone treatment [14], chemical etching [15],
and sulfide solution passivation [16,17]. A great deal of work has also been devoted
to atomic layer deposition (ALD) passivation layers to modulate the InP interface [18].
It has been demonstrated that ALD-derived Al,O3 films can effectively suppress the
interfacial diffusion from the substrate to the high-k films. More importantly, the operating
temperature can be kept low (~200 °C) when the Al,Oj3 film is on the passivated substrate
surface. There are previous reports confirming that the insertion of Al,O3 between the
high-k gate dielectric and GaAs can improve the thermal stability. However, even in the
presence of an Al,O3 passivation layer to improve the interface, the diffusion of In and P
elements into the gate dielectric still has an impact on the electrical characteristics of the
device when fabricating InP MOS capacitors. R. V. Galatage et al. reported that the In-O
and P-O states at the interface lead to a degradation of the electrical characteristics [19].
Their results also demonstrated the effectiveness of ALD-derived Al,O3 passivation layers
between the gate dielectric and the InP substrate. Chee-Hong An et al. systematically
analyzed that Al,O3 can inhibit dissociation and reactant diffusion in InP substrates [20].
However, the effect of the position of the Al,O3 passivation layer on the electrical properties
and interfacial bonding state of InP MOS devices has not been reported systematically.

In this work, we deposited Sm,Oj3 films by magnetron sputtering and obtained
Al,O3 passivation layers by ALD equipment to fabricate three different gate stacks on
InP substrates, corresponding to Al,O3/SmyO3/InP, Al2,03/Smy03/Al,O3/InP, and
Sm;03/Al,O3/InP, respectively. X-ray photoelectron spectroscopy (XPS) and electrical
measurements were used to investigate the effect of Al,O3 passivation position on the
chemical composition and electrical parameters of the interface. In addition, the leakage
current conduction mechanisms (CCMs) of InP-based MOS capacitors with three different
laminated gate electrical stacks measured at room temperature and low temperature
(77-227 K) were systematically investigated.

2. Materials and Methods

In this work, we chose sulfur-doped n-type InP wafers as the substrate for fabricating
MOS capacitors. Before depositing the Sm,O3 gate dielectric, the wafers were subjected to
a standard degreasing process by sequential immersion in ethanol and acetone for 5 min
each. After that, the wafers were immersed in 20% ammonium sulfide solution for 15 min
to remove the native oxides. Then, the wafers are rinsed with deionized water and then
blown dry with high purity nitrogen gas. The cleaned wafers are transferred to an ALD
system (MNT-PD1000z-L6S1G2, MNT Micro and Nanotech). On the ALD process, plasma
O, and trimethylaluminum (TMA) were selected as the oxidant and aluminum metal
precursor, and a 2 nm Al,O3 passivation layer was deposited on the InP substrate. The
Al O3 passivation layers were deposited by using 30 pulse cycles of plasma O, precursors
[O2(2s)/ Ar purge (25s)] and 15 pulse cycles of trimethylaluminum (TMA) and plasma O,
[TMA (0.03s)/0O, 2s/Ar purge (25s)], respectively. During this process, the chamber pres-
sure and the deposition temperature were maintained at 35 Pa and 200 °C. After ALD Al,O3
passivation, the wafers were transferred to a sputtering chamber to deposit SmyO3 gate
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dielectrics by sputtering samarium target with purity of 99.9%. When the chamber pressure
was 0.8 Pa, Sm,Oj3 thin film was deposited under an Ar/O; (50/10 sccm) atmosphere. To
explore the electrical characteristics of Sm;O3/InP MOS capacitors with different stacking
positions of Al,O3 passivation layers, a 200-um-diameter Al electrode was deposited by
thermal evaporation, while an aluminum electrode was grown on the back side to form
an ohmic contact. Figure 1 demonstrates the schematics of InP-MOS capacitors based on
different stacked gate dielectric structures. Sample S1 corresponds to Al,O3 (2 nm)/Sm;O3
(8 nm)/InP, sample S2 corresponds to Al,O3 (2 nm)/Sm;O3 (6 nm)/Al,O3z (2 nm)/InP,
and sample S3 corresponds to Sm,O3 (8 nm)/Al,O3 (2 nm)/InP, respectively. By using
the ESCALAB 250Xi system, XPS (X-ray photoelectron spectroscopy) measurements were
performed at Al Ka (1486.7 eV) to investigate the interfacial chemical properties of the
Sm,O3/InP gate stack and the chemical function of the Al,O3 passivation layer. Further-
more, the escape angle used in obtaining the XPS profiles is 50° and the corresponding
probing depth is about 1-10 nm. Ultraviolet-visible spectroscopy (Shimadzu, UV-2550)
was performed to obtain the samples” optical band gap. The physical thickness of the
above samples was extracted by using spectroscopic ellipsometry measurements (SANCO
Inc., Shanghai, China, SC630) with the help of the Cauchy-Urbach model. The Cascade
Probe Station was connected to the semiconductor analysis equipment (Agilent B1500A) for
capacitance-voltage (C-V), transconductance-voltage (G-V), and leakage current-voltage
(I-V) measurements at room temperature. For low temperature (77-227 K) leakage current
testing, the Lake Shore Cryotronics Vacuum Probing Station was used.

Ve Vg Vg
2nm ALO, L— 2nm AL O, i 3 S0
== 8nm Sm,0; ¢==G6nm Sm,0; = 8nm Sm, 0,
2nm Al O,

== 2nm AL,O;

InP InP InP

Figure 1. Schematics of InP-based MOS capacitors based on different stacked gate dielectrics.

3. Results and Discussion
3.1. XPS Analyses

To evaluate the chemical bonding states of various stacked gate dielectrics, XPS
measurements were carried out. Figure 2 displays the In 3d, P 2p, and O 1s XPS spectra
of three samples with various stacked gate dielectrics. It can be noted that In 3d spectra
can be deconvoluted into four components that represent the InP, InPOy, In(PO3)3, and
In,03, respectively. The relative intensity values of the different components have been
extracted and are shown in Figure 3a. For S2 and S3, the contents of In(PO3); and In,O3
shows a decreasing trend, indicating that the ALD-derived Al,O3 passivation layers prior
to SmyO3 deposition can significantly prohibit the formation of In and P suboxides, which
can be attributed to the interface cleaning function of plasma O, [21]. Compared to S2, the
peak areas of InPOy corresponding to S1 and S3 remain approximate at about 7.89% and
5.20%, which is much lower than that of 52 (19.41%), indicating that double deposition
of ALD-derived Al,O3 may accelerate the diffusion of oxygen in the substrate and the
formation of indium phosphate. During the secondary deposition of Al,O3, more oxygen
vacancies may generate, which can be ascribed to plasma O, acting as an oxygen source,
and promote the oxygen interdiffusion between Al,O3 passivation layers and the InP
substrate. In(PO3)3 can react with In to produce InP and InPOy using the following reaction
Equation [22].

8In + 4In(PO3)3 — 3InP + 9InPOy 1)
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Figure 3. Peak area ratio histograms of (a) In 3d, (b) P 2p, and (c) O 1s spectra.

More importantly, sample S3 shows a tendency to decrease the content of In(PO3); and
AIPOy4 compared to sample S2, which can give a detailed illustration from the phenomenon
of P 2p spectral changes. As shown in Figure 2b, it can be noted that P 2p spectra can be
deconvoluted into four components, which represent InP, InPOy, In(PO3)3, and AIPOy,
respectively. No P,Os was detected in all samples, which can be attributed to the fact that
gaseous P,O5 generated during the deposition can easily diffuse through the defects in
the gate dielectric [22]. The peak area ratio of In(PO3)3 for S2 and S3 showed a significant
decreasing trend compared to S1, indicating that Al,O3 prior to the deposition of SmyO3
gate dielectric can inhibit the formation of P-O bound states and improve the interfacial
quality. The detection of AIPOy in P 2p spectra can be attributed to the reaction equation
described below [23].

4Al + 70, + 2In(PO5)3 + 2InP — 4AIPOy + 4InPO, )

Based on the mentioned reaction above, it can be inferred that two depositions of
Al O3 passivation layers increase the formation of AIPOy4, which is confirmed by the
change in peak area ratio shown in Figure 3c. In order to systematically explore the
interfacial chemistry of various stacked gate dielectrics, O 1s spectra were investigated
and are shown in Figure 2c. O 1s spectra can be deconvoluted into Sm;O3 Al,O3, InPOy,
In(PO3)3, and AIPOy. According to the reaction Equation (2), in the plasma O, atmosphere,
In(PO3)3 can react with O; to produce AIPO4 and InPO, and leads to the disappearance of
In(PO3)3. In agreement with the previous In 3d and P 2p spectra, S1 has the largest In(PO3)3
content, leading to a decrease in interfacial quality and deterioration of electrical properties.
Meanwhile, AIPOy of S2 is the highest, originating from the second deposition of Al,O3. For
S3 sample, the contents of InPOy, AIPO4, and InyO3 were significantly controlled, indicating
that the addition of an ALD-derived Al,Oj3 layer prior to the deposition of Sm;O3 gate
dielectric could reduce the generation of suboxides and improve the interfacial quality.
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3.2. Band Alignment Characteristics

To assess the optical characteristics of the three various stacked gate dielectrics, UV-
Vis spectroscopy was used to obtain the absorption spectra and the optical bandgap
values (Figure 4) of samples S1, S2, and S3 were determined to be 5.49, 5.51, and 5.63 eV,
respectively, based on the Tauc relationship [24]. Compared with pure Sm;O3 and pure
Al O3, the band gaps of three various stacked gate dielectrics showed a value balance [25].
Also, this section investigates the valence band maximum (VBM) of various stacked gate
dielectrics, as the valence band alignment is crucial for assessing the interface quality.
As shown in Figure 5a, the band gap values of InP substrates were derived from XPS
measurements, while the valence bands of samples S1, S2, and S3 were deduced from
the absorption spectra by linear extrapolation. Based on Kraut’s method [26], we also
calculated the valence band shift (AEy) to evaluate the valence band electronic structure of
the samples. By using Sm 3d5,, and In 3d core-level spectra, the AEy of high-k/InP gate
stacks was determined based on the following formula:

AEy = (EIn 3d — EV)InP - (ESm 3d — EV)highfk - (Eln 3d — Esm 3d)high7k/InP ©)

where Ej, 34 (InP) and Egp, 34 (high-k) corresponding to the core-level positions are ex-
tracted to be 445.8 and 1084.3 eV. In addition, the E, (InP) and E, (high-k) represent the
VBM (Valence-Band Maximum) of the bulk materials. The values of AE, are calculated
as 1.87,1.82, and 1.76 eV, respectively, based on the binding energy difference in the high-
k/InP structure. Meanwhile, the value of the conduction band offset (AE.) is obtained by
subtracting the extracted AEy and the band gap of the InP (1.34 eV) from the band gap of
dielectric layers [27].

AEc (high — k/InP) = E, (high — k) — AEy (High — k/InP) — Eg(InP) ()

As shown in Figure 5b, the AE. values for the three samples were calculated as 2.28,
2.35, and 2.53 eV. According to previous reports in the literature, AE. is related with
the tunneling leakage current. The higher AE. indicates that the leakage current of the
Smy0O3,Al,O3/InP samples is smaller.
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Figure 4. The determination of band gaps for sample S1, S2, and S3.

3.3. Electrical Properties of InP-MOS Capacitors
3.3.1. Capacitance-Voltage Measurements

The frequency dependent capacitance-voltage curves of sample S1, 52, and S3 with
double sweep mode are shown in Figure 6a—c. When the frequency increases, all samples
show a decreased accumulation capacitance.
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Figure 5. (a) Valence band spectra; (b) Schematic band diagram of S1, S2, and S3 sample.

450 500
o 400 |1 ~ 450 [S2
2 350 2, 400
v300 —— 1.0 MH 2 350 — 1.0 MH
0 [ 3 z [5] B z
2250l ——0.9 MHz g 300 ——0.9 MHz
< —0.8 MHz = 250 ——0.8 MHz
B0 oM S 200F ——07MH
® 150 | ——0.6 MHz = 150 ——0.6 MHz
= =T
= 100 < 100
C s C 50
\ (‘d)
0 0
-2 -1 0 1 2 ) -1 0 1 2
Gate Voltage (V) Gate Voltage (V)
500
o 450153 400 —:;
£ 400 .
w 350 of
<
= 300
£ 250 0
g 200
g- 150
O 100} 0
50
: d
0 0 e (d)
-2 -1 0 1 2 -2 -1 0 1 2
Gate Voltage (V) Gate Voltage (V)

Figure 6. (a—c) Capacitance-voltage (C-V) curves for S1-S3 measured at different frequency
(0.6-1 MHz). (d) Capacitance-voltage (C-V) curves for all samples measured at 1 MHz.

Meantime, at high frequency conditions, the series resistance will deviate from the
predetermined theoretical value due to the disappearance of the interface trap charge. On
the contrary, at low frequencies, when the oxide capacitance (Cox) connects with the space
charge capacitance (Csc), the value of the accumulation region increases with the series
resistance due to the interface state showing frequency-dependent properties [28-30].

The decrease in the accumulation capacitance can be attributed to the fact that the
interfacial traps do not have enough time to respond to the voltage frequency [30]. The
maximum accumulation capacitance and minimum hysteresis voltage were observed in
the S3 sample, indicating that the Al,O3 passivation layer suppressed the appearance of
In and P oxides and the formation of low-K interfacial layers. To evaluate the interface
quality, important electrical parameters such as equivalent oxide thickness (EOT), dielectric
constant (k), flat band voltage (Vp), hysteresis voltage (AVy,), oxidation charge density
(Qox), and boundary trapped oxide charge density (Nj;) were extracted from the test curves,
and these data are presented in Table 1. The variation of Vg, depends on the values of oxide
capacitance and bulk oxide charge [31]. The k values corresponding to samples S1, S2,
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and S3 are calculated to be 12.96, 14.39, and 14.75, which are consistent with the previous
investigation [4].

Table 1. MOS capacitors electrical parameters obtained from C—V and -V Curves.

Vi AVg Qox Npt J
Sample EOT (nm) k W) (@V) (em-2) (em-2) (Afem-2)
S1 3.01 12.96 0.25 3.44 —1.62 x 1012 —2.46 x 100 1.07 x 10~
S2 2.71 14.39 0.21 5.16 —143 x 1012 —411x 1010 842 x10°°
S3 2.65 14.75 0.19 1.55 —1.30 x 1012 —1.26 x 1010 2.87 x 10~

A small Vg, of 0.19 V was observed for sample S3. This phenomenon can be explained
by the following statement: electrons are easily captured by oxygen vacancies to form
negatively charged interstitial oxygen atoms [32] and as fewer oxygen vacancies exist at
the interface, the smaller the positive flat voltage required to maintain the band unbent [33].
Also, the hysteresis voltage depends on the boundary trap caused by the intermixing of
the high K layer and the interfacial layer [34]. The value of the hysteresis voltage reaches
a minimum (1.55 mV) for S3, indicating that the boundary trapping charge becomes
weaker after the insertion of Al,O3 between the gate dielectric and the substrate. The Q,y
and Nj; values were calculated from the obtained Vy, and AVy, values by the following
equations [35].

Crmax (vfb - (Pms>

Qox = - qA (5)
Cmax A Vfb
Ny = *T (6)

where @5 is the contact potential difference between Al electrode and InP substrate, g is
the electronic charge, and A is the Al electrode areas. According to Table 1, it can be noticed
that S3 has the lowest Qox and Ny, which implies the reduction of interfacial trap defects
and the optimization of interfacial properties.

3.3.2. Conductivity-Voltage Measurements

Moreover, to quantify the interface defect distribution for all samples, the interface
state density (D;) has been extracted by the conductivity-voltage measurements with
frequencies varying from 100 kHz to 1 MHz. Dj; is related to the parallel interfacial trap
capacitance (Cj) and parallel conductivity (G). At the same time, C;; can be related by
the following equation. Cj; = gDj;, while the condition is that the position of the energy
level does not change D;;. The basic principle of conductivity measurements is to analyze
the losses due to the diversity of charge states at the trap level. Near the Fermi level, the
synchronous conductivity occupancy is mobilized by the interfacial traps to produce a
regular variation. The maximum loss occurs when the interface trap is resonantly shifted
with the applied AC signal (wt = 1). The response time of the characteristic trap changes
the frequency, T = 27t/ w. The capture and emission rates from Shockley-Redhall theory
modulate the response time [36]:

. exp[AE/kpT)| @
00 Dios

where there is an energy difference AE between the trap level Er and the edge of the
majority carrier band, vy, is the majority carrier being thermally activated to obtain the
average velocity, D, is the effective density of states of the majority carrier band, kp is
the Boltzmann constant, and T is the temperature [37]. The curves between conductivity
(G/w) and gate voltage for all samples are shown in Figure 7a—c. The apparent shift of the
conductivity peak proves the validity of the Fermi-level shift and confirms the existence of
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the Fermi-level deconvolution effect [38]. Assuming that the underlying surface oscillations
can be neglected, the value of Dj; is inferred using the normalized parallel conductivity

peak (Gp/w),,,, [39].
_25(G,

where A is the device area. It is necessary to confirm the transformation law between the
band bending potential of the energy location Et and the trap energy level distribution.
Furthermore, the values of Et can be determined by the frequency of (Gp/w),,,,, where
Equation (8) is used to calculate Dj; and to correspond its value to AE [40].

UUDdOS>
AE = (Ec —Et) = In| ——
(Ec —Er) p <27Tfmax

Figure 7d shows the variation of Dj; for the three samples. With the increase of AE, the
value of Dj; shows an increasing trend. However, S3 possesses a lower density of interfacial
states compared to S1 and S2, which indicates that the insertion of an Al,O3 passivation
layer between the SmyO3 gate dielectric and the InP substrate can suppress the formation
of In and P suboxides and improve the quality of MOS capacitors.

We compared some of the data obtained from this work with some previously pub-
lished work. As can be seen in Table 2, the Sm,O3 dielectric has a smaller leakage current
density than TiO, and HfO,, indicating that the Sm,O5 stacked gate dielectric has a larger
conduction band shift, resulting in an increased barrier height and thus a reduced leakage
current density. The Sm,Oj3 stacked gate dielectric has the smallest hysteresis value, indi-
cating that the trapped charge in the gate dielectric is not very sensitive to the frequency
response of the voltage, and will trap fewer electrons to keep the energy band from being
bent, while the device maintains a consistent response to different test voltages in the an-
tipattern region. In the interface state density, it is smaller than HfO, as the gate dielectric
directly deposited in InP, but it seems to be higher than TiO, gate dielectric, considering
the different testing methods, the interface state density of the current work is obtained
directly by conductivity method with accuracy, the previous work is by C-V curve, there
may be some differences.
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Figure 7. Multi-frequency G-V characteristics of InP-based MOS capacitors of (a) S1, (b) S2, and
(c) S3. (d) Energy distributions of Dit for S1, S2, and S3.
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Table 2. Comparison of different InP MOS capacitor parameters.

Sm,03/A1,05/InP . . 10 A Si IPL/51 A 70 A HfO,/InP HfO, (10 nm)/AL, 03
(This Work) PMA-TIO,/S-InP41] - TiO,/S-InP [41] HEO,/InP [42] 142] (0.2 nm)/InGaAs/InP [43]
Leakage current 6 19x107at2V 501 x 10°%at2V 3 2 2
density (Ajem?) 287X 1070at1V 27 % 105 at 2V 15510 2atpy  132x107%atlV 394 x1072%at1V 24 %10
k 14.75 39 34 / / /
AVfb (mV) 155 40 250 240 280 /
P G-V C-v, C-v, C-v, (Y
Dit (em~%eV™1) LOé x 1)013 (CV) 31 10t 5(>< 10)11 3-55 x 12)12 2-9( x 12)13 2(>< 10)12

3.3.3. -V Analyses and Conduction Mechanisms at Room Temperature

Figure 8a shows the leakage current characteristics of all samples measured at room
temperature. The leakage current density (J) values for S1,52, and S3at 1 V are 1.07 x 1075,
8.42 x 107°, and 2.87 x 107® A/cm?, respectively. It can be seen that S1 has a higher
leakage current density, which can be attributed to larger interface traps and the border
traps that deteriorate the interface quality and degrade the device performance [44]. For
the S3 sample, the minimum leakage current density has been observed, which is due to
the higher AE. and the suppressed tunneling in the Sm;O3/Al,O3/InP gate stack [45].

To investigate the leakage current characteristics of various stacked gate dielectrics,
we systematically studied three different current conduction mechanisms (CCMs) under
substrate injection, as shown in Figure 8b—d. The extracted important electrical parameters

are listed in Table 3.
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Figure 8. (a) J-V characteristics measured at room temperature. (b) SE emission, (c) PF emission, and
(d) FN tunneling plots for all the samples under substrate injection.

Table 3. Extracted MOS capacitors electrical parameters measured at room temperature.

Sample J (Alem?) £ n €ox @t (eV)
S1 1.07 x 1072 4.00 2.00 11.90 0.53
S2 8.42 x 1076 4.96 2.23 13.01 0.54
S3 2.87 x 1076 423 2.06 13.41 0.55
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Schottky emission (SE) is a typical type of thermal ionization emission in which
charges gain energy to overcome barriers to migration into the dielectric. The standard SE
can be described as [46]:

Jo = A*T2exp —q(pp — /qE/4meqe;)

kT

(10)

47qu%m(,x* _ 120m0x* a1

A* = =
h3 mo

where A" is the effective Richardson constant, the free electron mass and the effective mass
of electrons in the gate dielectric correspond to m, and my+, E is the electric field, gpp is
the Schottky barrier height, and ¢, and ¢, represent the vacuum dielectric constant and
the optical dielectric constant, respectively [47]. It is observed in Figure 8b that at lower
electric fields (0.36-0.81 MV /cm), there is a good linear relationship between In(J/ T2) and
E'/2 for S1, 52, and S3. The slope of the SE diagram is denoted as \/q%/4mege, /kpT. The
fitted ¢, and the refractive index n (n = e L/ 2) for S1, S2, and S3 are (4, 2), (4.96,2.23), and
(4.23, 2.06), respectively. All the fits are consistent with the previously reported values [48],
revealing that CCM (current conduction mechanism) at room temperature is dominated by
SE emission in the low electric field region.

The Poole-Frenkel (PF) emission can be ascribed to the thermally excited electrons
obtaining sufficient energy to escape from traps into the conduction band of the dielectric
at a higher electric field, which can be expressed by the following formula [49]:

—q (¢ — \/qE/ meoox)

Jpr = AE exp kT

(12)

where A represents a constant, the trap energy level of the conduction band corresponds
to @t, and ey represents the dielectric constant. According to the previous theory, In(J/E)
should have a good proportionality with E'/2, as shown in Figure 8c. The eox extracted
from the slope of the fitted line for all samples was calculated as 11.90, 13.01, and 13.41,
which is in agreement with the reported reference [4]. It can be concluded that at higher
electric fields (1.21-1.69 MV /cm), the PF emission dominates the CCM of all samples. Also,
the value of the trap energy level (¢;) can be extracted based on the intercept point of the
fitted curve described as [nB — & As shown in Figure 8¢, the calculated values of ¢; are
0.53,0.54, and 0.55 eV, correspondlng to S1, S2, and S3. S3 has the largest ¢; value in the
three samples, indicating that the electrons obtain more energy to cross the trap, leading to
present the smallest leakage current density in the S3 sample.

The high-field dependent conduction mechanism is represented by Fowler-Nordheim
tunneling, which is manifested by the fact that the insulating layer can be penetrated by
electrons, which enter the conduction band of the gate dielectric in a high electric field. The
leakage current density is linked to other parameters of Fowler-Nordheim (FN) tunneling
and is described by the following Equation [46]:

PE2 ) {_41/2711* go%/zl 1)

JeN = g & 3hqE

where ¢, is oxide barrier height; m7 is the tunneling effective electron mass in the gate
oxide film, and the other notations remain unchanged from the previous definitions.
Figure 8d shows the curve of In(J/E2) versus 1/E. The slope of the linear fit for the above
samples shows an increase in current with increasing electric field, indicating that at high
electric fields (1.47-1.85 MV /cm), all three samples are consistent with the FN tunneling
conduction mechanism. Based on the previous analysis, it can be concluded that all
samples are dominated by three main conduction mechanisms. In the lower electric fields,
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SE emission dominates, however, in the higher electric fields, PF emission dominates
together with EN tunneling.

3.3.4. Low Temperature J-V Analyses and Conduction Mechanisms

To investigate the variation of CCMs in Sm;0O3,Al,03/InP MOS capacitor, low
temperature (77-227 K) measurements were performed. The leakage current densities
of Smy03,Al,O03/InP MOS capacitors measured at 1 V were extracted as 4.64 x 1079,
1.48 x 1078,1.13 x 1077, and 1.02 x 107° A/cm?, corresponding to the temperature range
of 77-227 K, respectively. By observing the leakage current densities at different tempera-
tures, the SmyO5,Al,O3/InP gate stack exhibits nearly three orders of magnitude lower
leakage current density at 77 K than that measured at room temperature, indicating that the
low temperature is favorable for the MOS capacitor to exhibit optimized |-V characteristics.
Figure 9b-d show the variation of the CCM under substrate injection along with the tem-
perature trend. The extracted important electrical parameters are listed in Table 4. Figure
9b shows the fitted lines for the vertical temperature range suitable for SE emission at lower
electric fields (0.49-0.90 MV /cm). The extracted important electrical parameters are listed
in Table 4. With increasing temperature, the values of ¢, and n calculated from the slope
and intercept are (20.39, 4.52), (18.53, 4.31), (10.40, 3.22), and (6.10, 2.47). It can be noted that
at extremely low temperature of 77-177 K, these values are completely different from the
theoretical values, indicating that SE emission is not the dominant conduction mechanism
at lower temperatures. Figure 9c shows the curves in the temperature range 77-227 K com-
patible with PF emission at higher electric fields (0.64-1.44 MV /cm). Again, it can be noted
that ¢ and ¢ox are not in the expected range of values, indicating that the PF emission is
not compatible for all samples at intermediate electric fields of 0.64-1.44 MV /cm. FN tun-
neling is a potential conduction mechanism because of its dependence on the electric field
at low temperatures. Figure 9d shows the fitted line of FN tunneling with a temperature
range of 77-227 K at higher electric fields (1.11-1.67 MV /cm), and the established slope
indicates that FN tunneling is dominant at low temperatures. In conclusion, the effects of
SE emission and PF emission are attenuated due to low temperature, and FN tunneling is
used to explain the Smy;O3,Al,O3/InP stacked gate dielectric structure showing low drain
current density.
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Figure 9. (a) J-V characteristics measured at low temperature. (b) SE emission, (c) PF emission, and
(d) EN tunneling plots for all the samples under substrate injection.
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Table 4. S3’s MOS capacitors electrical parameters measured at low temperature.

T J (Alem?) & n Eox @t (eV)
77 K 4.64 x 107° 20.39 452 164.88 0.54
127 K 113 x 1078 18.53 4.31 108.14 0.53
177K 1.48 x 1077 10.40 3.22 42.66 0.50
227 K 1.02 x 107 6.10 247 31.05 0.47

Additionally, the integrated dielectric properties in MOS capacitors can be estimated
from two important values, including the electron effective mass m};, and the barrier height

qeg [50]. The intercept of the SE emission fitting curve described as ln(lZO ’:;6;) - Z%

and the slope of the FN tunneling fitting curve expressed as —6.83 x 107 / (:%) @5 can be
calculated together with the above two values. By setting the equation m(, = m7, the two
key physical quantities 1, and q¢p of SmyO3/Al,O3/InP MOS capacitor are obtained by
applying mathematical analysis, which are calculated as 0.23 m, and 0.95 eV, respectively.
Figure 10 shows the determination of the electron effective mass and barrier height for
S3 sample. The smaller m;, and the higher g@p are beneficial to obtain better electrical

properties and optimized interface quality.

(0.23 my, 0.95 eV) \

Schottky emission

1.0

e
=
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0.0 0.2 0.4 0.6 0.8 1.0

Effective mass (m*)

Figure 10. The determination of the electron effective mass and barrier height for S3 sample under
substrate injection.

4. Conclusions

In this work, we explore in detail the effect of ALD-derived laminated interlayers
on the interfacial chemistry and transport properties of sputter-deposited Sm,O3/InP
gate stacks. It has been found that Sm;O3/Al,O3/InP gate stack can obviously prevent
the diffusion of the substrate diffusion oxide and substantially optimize the electrical
properties of MOS capacitors, including a larger dielectric constant of 14.75, a larger
accumulation capacitance, and a lower leakage current density of 2.87 x 107® A/cm?. Three
different stacked gate dielectric structures are also evaluated by means of conductivity
of the interfacial density of states. The results show that the Sm;O3/Al,O3/InP stacked
gate dielectric achieves the lowest interfacial density of states of 1.05 x 103 cm—2eV~1.
According to the analysis of CCMs, SE emission is dominant in lower electric fields and
higher temperature environments, and PF emission as well as F-N tunneling is dominant
in higher electric fields. Meanwhile, FN tunneling is the only dominant mechanism at
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lower temperatures. Also, to evaluate the properties of the whole MOS capacitor in low
temperature environment, 111, and q¢p have been determined by a self-consistent method.
These findings are of crucial importance for the future fabrication of high mobility InP-
based MOSFET (Metal Oxide Semiconductor Field Effect Transistor) devices.
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