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CO,-broken Ti—O bonds in the TiOg octahedron of
CaTiO3 for greatly enhanced room-temperature
ferromagnetism+

Yugi Ouyang,i® Bo Gao,}? Yaozheng Tang,? Lianyu Li® and Qun Xu (2 *2°

Preparation of two-dimensional (2D) ferromagnetic nanomaterials and the study of their magnetic sources
are crucial for the exploration of new materials with multiple applications. Herein, two-dimensional room-
temperature ferromagnetic (FM) CaTiOs nanosheets are successfully constructed with the assistance of
supercritical carbon dioxide (SC CO,). In this process, the SC CO,-induced strain effect can lead to
lattice expansion and introduction of O vacancies. More importantly, experimentally it can be found out
that the breakage of the Ti-O, bond by CO, directly results in the equatorial plane of the TiOg
octahedron being exposed. This leads to more opportunities for oxygen vacancies and low-valent
titanium to appear, where Ti** can optimize the spin structure, releasing the macroscopic magnetization.
Greatly improved room-temperature ferromagnetic behavior, with an optimal magnetization of 0.1661
emu g~ ! and a high Curie temperature (Tc) of 300 K can be achieved.

Introduction

With the advancement of nanotechnology, magnetic nano-
materials have shown great potential in magnetic recording and
data storage due to their unique physical properties.' Two-
dimensional magnetic nanomaterials have attracted
increasing research interest for fundamental physical studies as
well as their huge potential applications in spintronic devices
such as magnetic tunnel junctions, spin tunnel field-effect
transistors, and spin valves.*® 2D room-temperature ferromag-
netic materials offer substantial potential for various advanced
technological applications, particularly in fields like micro-
electronics, spintronics, non-volatile memory, and sensor
technologies, and the discovery of ferromagnetism at room
temperature in two-dimensional materials provides new possi-
bilities for next-generation low-power, high-density electronic
and information storage devices.”®

Among the plethora of magnetic materials discovered,
perovskite oxides stand out for their intriguing array of physical
properties, including ferroelectricity, ferromagnetism, super-
conductivity, and magnetoresistance, and this multifaceted
behavior has sparked a surge of interest in both fundamental
and applied investigations, leading to a significant global

“College of Materials Science and Engineering, Zhengzhou University, Zhengzhou
450052, P. R. China. E-mail: qunxu@zzu.edu.cn

*Henan Institute of Advanced Technology, Zhengzhou University, Zhengzhou 450052,
P. R. China

t Electronic  supplementary  information
https://doi.org/10.1039/d45c05607h

1 These authors contributed equally to this work.

(ESI) available. See DOI:

1336 | Chem. Sci., 2025, 16, 1336-1343

research endeavor over the past few decades.”™ The robust
correlation between the atomic structure and magnetic prop-
erties has been well documented in bulk perovskites.’>'* The
general chemical formula for a chalcogenide oxide is ABO3, with
A being the larger cation that forms the cubic sublattice and B
being the smaller cation that is body-centered and cubic; in
most cases, the B ion is coordinated with six O®>~ anions in
corner-connected BOg octahedra.'* Epitaxial strain can have
a profound effect on the BOg bonding environment, resulting in
BO¢ distortion and/or rotations.”™'® Given that magnetic
ordering and transition temperatures in perovskites are sensi-
tive to the B-O lengths and the B-O-B angles, modifying octa-
hedral distortions and rotations provides a means of
engineering magnetism in perovskite oxides.'” Furthermore,
extrinsic effects such as oxygen vacancies, local non-
stoichiometry, and cation intermixing are always present to
some degree at real interfaces, and in some cases these effects
dominate magnetic behavior.”®>" Nevertheless, the current
development of spintronic devices is still hindered by limita-
tions in both mechanisms and suitable materials. Finding
stable two-dimensional ferromagnetic materials with room-
temperature Curie temperatures and investigating their
magnetic modulation mechanisms are key scientific issues for
the development of spintronic devices, but challenges remain.

As a typical perovskite oxide, CaTiO; is of great interest due
to its high dielectric constant, low dielectric losses, and wide
band gap.” In the field of ferromagnetism, Hosseini prepared
CaTiO; nanoparticles by the sol-gel method, which exhibits
room-temperature ferromagnetism after calcination at high
temperature in air.”* Sun et al. found that room temperature
ferromagnetism is present in the nanocrystalline CaTiOj; plates

© 2025 The Author(s). Published by the Royal Society of Chemistry


http://crossmark.crossref.org/dialog/?doi=10.1039/d4sc05607h&domain=pdf&date_stamp=2025-01-11
http://orcid.org/0000-0002-2264-0266
https://doi.org/10.1039/d4sc05607h
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/D4SC05607H
https://pubs.rsc.org/en/journals/journal/SC
https://pubs.rsc.org/en/journals/journal/SC?issueid=SC016003

Open Access Article. Published on 11 December 2024. Downloaded on 2/11/2026 10:43:47 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Edge Article

that are annealed at 1000 °C for 1 h and reduces after vacuum
annealing, suggesting that the room temperature FM originates
from the cation vacancies.”® Xu et al. reported that the sponta-
neous formation of a hole polaron in CaTiO; could induce the
coexistence of ferroelectricity and magnetism.*

In contrast to conventional techniques, SC CO, displays
superior capabilities in the synthesis and optimization of room-
temperature ferromagnetic materials,>*® owing to its excellent
performance, such as high diffusion coefficients, outstanding
wetting of surfaces, and low interfacial tension.?”*® In this work,
we report SC CO,-assisted fabrication of 2D CaTiO; nanosheets.
In the presence of SC CO,, bulk CaTiO; was exfoliated into
nanosheet layers. The strain effect of SC CO, at different pres-
sures induces modulation and selective breakage of covalent
bonds, which leads to the specific surface exposure of the
prepared 2D CaTiO;. This results in an increase in the
concentration of O vacancies and Ti**, inducing 2D CaTiO; to
exhibit room-temperature ferromagnetism (7c = 300 K). The
saturation magnetization (Ms) value of 2D CaTiO; is 0.1661 emu
g ', which is 32 times higher than that of the pristine CaTiOj
prepared by the sol-gel method.**

Results and discussion
Structural characterization of CaTiO;

Two-dimensional layered CaTiO; nanosheets were prepared
from pristine CaTiO; powder with the aid of SC CO, (Fig. 1a),
and the preparation details are shown in the ESIL.{ The effect of
SC CO, in CaTiO; is shown in Fig. 1b, where CO, carries external
physical pressure into the crystal structure, stretching the TiOg
octahedra, producing strain effects, destroying the original
chemical coordination, exposing (101) the crystal plane and
forming localized defects.
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Fig.1 (a) The process flow of SC CO; stripping on bulk phase CaTiOs.
(b) Schematic diagram of the effect of SC CO, on CaTiOs.
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The samples were observed by atomic force microscopy
(AFM), and it was found that the SC CO,-treated 2D CaTiO3
nanosheets had a thickness of approximately =3.65 nm (Fig. 2a
and b). The statistical analysis based on the AFM measurements
demonstrated that the CaTiO; nanosheets had various thick-
nesses, while 6-10 layers were found to be the major compo-
nents (73.68%) (Fig. S21).

To obtain information on the microscopic morphology and
structure, the samples were observed by transmission electron
microscopy (TEM), and the images (Fig. 2c and S31) also verified
the low-layer CaTiO; nanosheets, which turned slightly trans-
parent to the electron beam. The atomic arrangement was
characterized using high-resolution TEM (HRTEM) images and
Fast Fourier transform (FFT) analysis. As shown in Fig. 2d, the
lattice spacings of the SC CO,-treated CaTiO; at 16 MPa are
0.384 and 0.273 nm, respectively, which are similar to the (101)
and (121) lattice spacings of standard CaTiO; (0.382 and 0.272
nm), but with a slight increase, suggesting an increase in the
lattice spacings of CaTiO; after the SC CO, treatment. Since SC
CO, has been reported to induce strain effects in oxide perov-
skites, we performed geometric phase analysis (GPA) on
HRTEM images to assess the lattice strain of CaTiO;.*® The
diffraction points (1071) and (0~20) in the inset of Fig. 2d were
considered as the reflection sets. The strain effect of CaTiO;
nanosheets can be observed in Fig. 2f. Subsequently, the vari-
ation in strain was confirmed along the y-axis (e, in Fig. S8,
ESIf). The strain maps illustrate that lattice strain existed in

_‘
o

Hight(nm) T
5 5 & &

g

10
Distance(um)

CaTio,(127),
~d=2.73A

273 A;

Intensity (;

4
°

0.3 0.6 0.9
Distance (nm)

Tii, 3.84 R
Ca

Intensity (a.u)

&
°

0. 0.6 0.9
Distance (nm)

Fig. 2 Characterization of CaTiOs nanosheets treated with SC CO, at
16 MPa. (a) AFM image and (b) height profile of the line in (a). (c) TEM
image. (d) HRTEM image. (e) The line contour of the plane spacing in
(d). (f) The strain map demonstrate on the HRTEM image by geometric
phase analysis (GPA). Strain-values from —2% to +2% can be repre-
sented when color changes from blue to red. (g) Atomic structure
diagram of the (101) plane.
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CaTiO; after the SC CO, treatment. Moreover, the FFT-filter
atomic resolution image is further utilized to visualize the
domain transformation of the white-boxed region in Fig. 2d,
and by fitting with the crystal models, the exposed surface of
CaTiO; at this pressure was determined to be the (101) crystal
surface.

The crystal structures of the as-prepared nanosheets were
examined using X-ray diffraction (XRD), as shown in Fig. 3. The
characteristic peaks for all samples matched well with the
orthorhombic structure of CaTiO; (PDF card no. 22-0153, space
group Pnma). Meanwhile, partially enlarged details of the (101),
(121), and (042) planes (Fig. 3b) indicate that the diffraction
peak of CaTiO; after SC CO, treatment shifted toward a lower
angle, which is essential evidence for the increased lattice
spacing originated from the strain effect due to the SC CO,
treatment, as observed by TEM characterization. The Wil-
liamson-Hall method was used to calculate the micro-strains in
the samples, and the results are shown in Fig. S9,f which
indicate that different strains can be obtained upon pressure
variation.*® The degrees of sample strain at different pressures
indicate that CO, at a pressure of 16 MPa exerts the most
significant influence on the strain effect of CaTiO;, which rea-
ches 1.324%. Furthermore, the Bragg equation was employed to
calculate the increased proportion of the lattice spacings and
lattice constants (Tables 1 and S1f). Notably, the largest
increase in lattice spacing corresponding to the (101) plane was
~1.5313%, suggesting that the (101) crystal plane may be more
susceptible to being stretched.

To obtain more structural information on CaTiO; crystals
under the strain effect, the GSAG II & EXPGUI software was used
for Rietveld refinement analyses based on the XRD patterns of
the sample under SC CO, treatment. As shown in Fig. 3c, the
reliability factor of the weighted patterns (Ryp) was less than
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Fig. 3 Characterization of CaTiOs under different pressure treat-

ments. (a) XRD. (b) Partially enlarged details of some planes. (c) The

Rietveld-refined XRD patterns of CaTiOs under 16 MPa. (d) Variation in

the bond length value of TiOg octahedra obtained by XRD refinement

with increasing SC CO, pressure.
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Table 1 The lattice spacing and stretching ratio of different planes in
CaTiOgz treated with SC CO, at 16 MPa

Plane Standard D (nm) D (nm) Ad (nm) Strain%
(101) 3.8240 3.8826 0.0586 1.5313
(121) 2.7010 2.7298 0.0288 1.0649
(040) 1.9110 1.9216 0.0106 0.5552
(042) 1.5570 1.5635 0.0065 0.4132

10%, indicating the high credibility of the fitting results. The
results of the refinement demonstrate that as the CO, pressure
increases, the coordination environment of Ti ([TiO¢] octa-
hedra) was significantly distorted, including an increase in the
average bond length, octahedral volume, and distortion index
(Table S27).

In the case of an octahedron centered on a Ti atom, the Ti
atom is bonded to six neighboring O atoms. Two distinct types
of Ti-O bonds are established, featuring varying bond lengths.**
The shorter bond is denoted as Ti-Oy, with a length of 1.9508 A,
while the longer bond is referred to as Ti-O,, with a length of
1.9572 A*? In the refinement results, the Ti-O, bond was
observed to undergo a greater degree of stretching than the Ti-
0O, bond when subjected to the same SC CO, pressure (Fig. 3d).
This phenomenon can be attributed to the inverse relationship
between bond length and interatomic interactions, whereby
longer bond lengths result in weaker interatomic forces. At
a CO, pressure of 16 MPa, there was a notable increase in the
Ti-O, bond length. Furthermore, at 16 MPa, the crystal surface
exposed in CaTiO; is the (101) crystal surface, and both Ti-O;
and Ti-O, are present in the plane. However, only Ti-O, is
perpendicular to the direction of the (101) crystal surface, which
is out of the plane. This difference between the in-plane and
out-of-plane directions is also the reason for the different
degrees of stretching of the two bonds.?*> Given that the bond
length is inversely proportional to the strength of interatomic
interactions, this expansion in the Ti-O, bond length resulted
in a corresponding weakening of the interactions between Ti
and O, atoms. Consequently, the Ti-O, bonds were more
susceptible to breakage when external factors were introduced
to create exposure of (101) crystal surfaces, which aligns with
the observations reported in the HRTEM results.

The composition and chemical state of the as-prepared
CaTiO; were characterized by X-ray photoelectron spectros-
copy (XPS) as shown in Fig. 4 and S11%. Fig. 4a illustrates that
the Ti 2p,,, and Ti 2p3,, XPS lines of CaTiO; exhibit two peaks at
463.90 and 458.06 eV, respectively, under a range of experi-
mental conditions, including SC CO, treatment and ultrasonic
treatment, and these peaks are attributed to the Ti*" in
CaTiO;.** Following SC CO, treatment, the Ti 2p XPS lines
exhibited two additional characteristic peaks centered at 458.09
and 457.58 eV (red area), which were attributed to Ti**.3*3* The
XPS spectrum of O is shown in Fig. 3b. The O 1s spectrum of
pristine CaTiOj; is deconvoluted into four peaks. The peak at
529.49 eV is ascribed to the crystal lattice oxygen (Oy), the peak
at 530.53 eV is attributed to the oxygen vacancy (Oy) (red area),

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 4 High-resolution XPS characterization under different CO,
pressures. (a) Ti 2p. (b) O 1s. The percentage in Fig. 4a and b corre-
sponds to the content of Ti** and O,, respectively. (c) Cryo-electron
paramagnetic resonance (EPR) spectra. (d) Ti K-edge XANES spectra of
Ti foil and CaTiOs under different treatments. (Inset) A schematic
diagram of the formation of the O-vacancy in non-stoichiometric
CaTiOz under the treatment with SC CO, at 16 MPa. The blue balls
represent Ti atoms, the red balls represent O; atoms, the black balls
represent O, atoms, and the dashed circle represents the oxygen
vacancy.

the peak at 531.27 eV is attributed to OH™~ and CO;>~ groups
(Oaz) and the peak at 532.2 €V is attributed to the surface
adsorbed oxygen (0y,).>>

According to Fig. S11,F the two peaks at 349.87 and 346.43 eV
in the Ca 2p,,, and Ca 2p;,, XPS lines of CaTiO; are attributed to
the Ca*" in CaTiO5.%® After SC CO, treatment, two new charac-
teristic peaks emerged at 355.49 and 346.96 eV (red area), which
are assigned to the Ca at the surface, such as CaCO; and Ca
(OH),.*®

Low-temperature electron paramagnetic resonance (EPR) of
the CaTiO; samples is shown in Fig. 4c. After the SC CO,
treatment, a signal appears at approximately g = 2.002, which is
assigned to the electrons trapped in the Oy. Moreover, CaTiO3
treated with SC CO, exhibits a signal at g = 1.954, which can be
attributed to the d* electron of Ti**.**** The appearance of these
two signal peaks further confirms the effect of the SC CO,
pressure on the surface Oys and Ti*" concentration, which is in
line with the XPS studies.

In order to elucidate the local order structure around the Ti
atom, Ti K-edge X-ray absorption near-edge structure (XANES)
spectra were measured. As illustrated in Fig. 4d, the red curve
(16 MPa SC CO, treated CaTiO;) exhibits a slightly higher
absorption intensity near the Ti** peak in comparison to the
blue curve (Ultrasonic). This suggests that high-pressure
synthesis may result in a greater extent of Ti** being partially
reduced to Ti*" in CaTiO;, which is in accordance with the XPS

© 2025 The Author(s). Published by the Royal Society of Chemistry

View Article Online

Chemical Science

analysis (Fig. 4a).*»** Furthermore, the physical origin of the
pre-edge feature at approximately 4965 eV is the transition of
the metallic 1s electron to an unfilled d state.** This peak area
was attributed to the five-fold coordination (TiOs) concentra-
tion, and as shown in Fig. 4c, the area of this peak was observed
to vary with the pressure of SC CO,, indicating that the CaTiO;
sample synthesized under high pressure may have undergone
a crystal restructuring process, accompanied by an increase in
the TiOs content, which could affect the overlap of Ti and O
orbitals.**** Moreover, the intensity of first features beyond the
edge (between 4980 and 5010 eV) is observed to increase with
the increase in pressure of CO,. The higher intensity of these
peaks indicates that the local environment of the Ti atom is
non-centrosymmetric, which distorts the octahedral configura-
tion.***” It has been established that oxygen vacancies play
a crucial role in the ferromagnetic ordering of otherwise non-
magnetic materials, whereby they facilitate carrier-mediated
ferromagnetic interactions between Ti ions.*” In the case of
CaTiOs3, the presence of oxygen vacancies has been observed to
promote spin-polarized charge carriers, thereby enhancing the
overall magnetic moment of the material.

It is evident that the concentration of Ti*" and O, are
elevated upon the introduction of SC CO,, which corroborates
the presence of defects in the SC CO, treated CaTiO; samples.
These defects resulted in the formation of non-stoichiometric
CaTiO;. A substantial body of previous studies has demon-
strated a robust correlation between non-stoichiometry and
material magnetism. A comparison of the variation of Ti** and
O, with SC CO, pressure revealed that the Oy and Ti** contents
reached their maximum values at 16 MPa (Fig. S127), which may
be related to the exposure surface. The breakage of the Ti-O,
bond, which occurs when the (101) crystalline surface of CaTiO;
is exposed, results in the equatorial plane of the TiO4 octahe-
dron being exposed. This leads to an increase in the occupation
of Ti and O atoms on the surface, thereby increasing the
probability of the formation of Ti** and O,.

Magnetic properties

The magnetic properties of the as-obtained 2D CaTiO; were
subsequently investigated by using a SQUID magnetometer.
The ferromagnetic nature was confirmed by the appearance of
magnetic hysteresis, saturation magnetization (Ms), and coer-
civity (Hc). Compared to the combination of ferromagnetism
and diamagnetism of ultrasonicated CaTiO; in Fig. 5a, CO,-
treated CaTiO; exhibited significantly enhanced ferromagne-
tism with saturation magnetizations of 0.1611, 0.0603, and
0.0229 emu g ', respectively (Fig. 5b). This value is higher than
that in previously reported CaTiO; nanoparticles prepared by
the sol-gel method (0.005 emu g~ ') or the high-temperature
solid-phase synthesis method (0.13 emu g~ ').?>** The enlarged
part of the curve near H = 0 (Fig. 5¢) shows an obvious residual
magnetization (0.0117 emu g ') and coercive field (71.44 Oe).
Additionally, the room-temperature ferromagnetic signature of
the CaTiO; nanosheets with SC CO, treatment was validated by
analyzing the temperature dependence of magnetization
measurements. Under a constant magnetic field (H = 500 Oe),
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Fig. 5 Ferromagnetic behavior. (a and b) M—H curves at 300 K. (c)
Magnified curves near H = 0 Oe. (d) FC-ZFC magnetization curve of
CaTiOs treated with SC CO, in an external magnetic field of 500 Oe. (e)
Spin charge density distribution of the (101) plane without the strain
effect or oxygen vacancies. (f) Spin charge density distribution with
oxygen vacancies. (g) Spin charge density distribution with the strain
effect. (h) Spin charge density distribution with the strain effect and
oxygen vacancies.

field cooling (FC) and zero-field cooling (ZFC) processes were
applied to measure the temperature dependence of magneti-
zation (M-T) from 5 to 300K (Fig. 5d). The FC magnetization
curve exhibited a downward trend during heating, whereas the
ZFC magnetization curve increased with increasing tempera-
ture. Importantly, the FC and ZFC lines intersected at approxi-
mately 300 K, indicating that the transition temperature of the
sample was approximately room temperature. Because no
magnetic impurities were observed according to the XPS survey
(Fig. S13f%), it can be concluded that the observed room-
temperature ferromagnetism originates from the CaTiO;
sample under SC CO, treatment. Furthermore, following a one-
year period of storage at room temperature and pressure, the
M—H curve was reassessed, and the results are shown in
Fig. S14;1 these results demonstrate that Ms of the samples
exhibited only minor reductions, confirming the robust stability
of ferromagnetism in SC CO,-induced ferromagnetic CaTiOs;.
In order to investigate the origin of room-temperature
ferromagnetism in SC CO,-treated CaTiOj;, density-functional
theory (DFT) calculation was conducted. According to experi-
mental results, the breakage of Ti-O, bonds in the TiOg

1340 | Chem. Sci., 2025, 16, 1336-1343

View Article Online

Edge Article

octahedra and the exposure of (101) facets occurred in SC CO,-
treated CaTiO; as a consequence of strain effects. These strain
effects, induced by lattice distortions, can significantly modify
magnetic interactions by altering the electronic structure, bond
lengths and orbital overlap.*®** Moreover, experimental results
reveal that oxygen vacancies in CaTiO; are generated in
conjunction with the strain effect. Numerous studies on
perovskite oxide have established that oxygen vacancies can
disrupt the local electronic structure and generate unpaired
electron spins, leading to localized magnetic moments.*"*°
Consequently, the spin charge density distributions of the (101)
plane in CaTiO; were modelled using DFT, with a focus on
separately investigating the effects of oxygen vacancies and
tensile strain to ascertain which factor exerts a more dominant
influence on the magnetic properties of CaTiO;. As illustrated in
Fig. 5e, the magnetic moment of CaTiO; without oxygen
vacancies or tensile strain was 5.980 up. Upon the introduction
of oxygen vacancies and tensile strain, the magnetic moment
increased to 5.996 ug and 6.002 ug, respectively (Fig. 5f and g). It
is evident that tensile strain has a more pronounced impact on
the magnetic properties of CaTiO; than the presence of vacan-
cies. Furthermore, according to the calculations, the magnetic
moment of the (101) plane in CaTiOj; increases by 6% to 6.354
up as a result of the combined effect of oxygen vacancies and
tensile strain. However, due to the limitation of the number of
atoms (eight CaTiO; formula units), the promotion of CaTiO;
ferromagnetism by the surface strain effect and oxygen vacan-
cies is constrained during the calculation. In contrast, experi-
mental evidence demonstrates that there is a considerably
larger amount of surface strain effect and defect content in the
SC CO,-treated CaTiO;. Nevertheless, the calculation results
still indicate that on the basis of surface formation, the pres-
ence of oxygen vacancies and strain has a further enhancing
effect on the observed ferromagnetism. Therefore, based on
both experimental and theoretical investigations, the origin of
ferromagnetism in CaTiO; can be attributed to the combined
effect of strain and oxygen vacancies induced by surface expo-
sure during SC CO, treatment.

Experimental
Materials

Commercial CaTiO; powder (99%) was purchased from Sigma
Aldrich and can be used without further purification, and
99.99% pure CO, was provided by Zhengzhou Shuang yang Gas
Company as the receiver. All the experimental ethanol was
purchased from China Medical Chemical Reagent Co., Ltd, and
deionized water was prepared with double-distilled water.

Exfoliation process

The SC CO, apparatus used for this experiment was composed
mainly of a stainless steel autoclave (50 mL) with a heating
jacket and a temperature controller. In this study, 60 mg bulk
CaTiO; was dispersed in 30 mL of ethanol/water (Veanol : Viater
= 1:1) solution and subjected to ultrasonic treatment for 4
hours. The resulting suspension was labeled as ultrasonicated

© 2025 The Author(s). Published by the Royal Society of Chemistry
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CaTiO;. Meanwhile, the autoclave was heated up to 40 °C. Then
the ultrasonicated CaTiO; was immediately transferred into the
autoclave, and CO, was subsequently charged into the autoclave
to the desired pressure (12/14/16 MPa) under stirring. During
the exfoliation process, the temperature and pressure of the
autoclave were kept constant. After reaction for 4 hours under
SC CO, conditions, the system was slowly depressurized and the
sample was collected. The resulting dispersion was centrifuged
at 4500 rpm for 10 minutes to remove the aggregates, and the
precipitated supernatant was collected at 10000 rpm for 15
minutes. Finally, the precipitates were dried in an oven at 60 °C.

Characterization

Transmission electron microscope (TEM) images were recorded
on a FEI Tecnai G2-F20 at an acceleration voltage of 200 kv. The
thickness of nanosheets was measured by using an atomic force
microscope (Bruker Dimension Icon). X-ray diffraction (XRD)
patterns were collected on a Bruker D8 Focus diffractometer
(Bruker AXS, Germany) using Cu K radiation. X-ray photoelec-
tron spectroscopy (XPS) was performed using a Thermo Scien-
tific K-Alpha+ system. Raman measurements were performed
using a LabRAM HR Evolution with a laser wavelength of
830 nm. The electron paramagnetic resonances were obtained
by using an electron paramagnetic resonance spectrometer
(EMX-9.5/12). The magnetic measurement was carried out with
a physical property measurement system (quantum design,
PPMS-9) and the magnetic hysteresis loop is obtained in the
range of —30k Oe < H < 30k Oe at room temperature. K-edge
analysis was performed with Si(111) crystal monochromators
at the BL11B beamlines at the Shanghai Synchrotron Radiation
Facility (SSRF) (Shanghai, China). Before the analysis at the
beamline, the samples were pressed into thin sheets 1 cm in
diameter and sealed using a Kapton tape film. The XAFS spectra
were recorded at room temperature using a 4-channel Silicon
Drift Detector (SDD) Bruker 5040. Negligible changes in the
line-shape and peak position of K-edge XANES spectra were
observed between two scans taken for a specific sample. The
spectra were processed and analyzed by the software codes
Athena.>*

Computational methods

The theoretical calculation based on density functional theory
was completed by the VASP software package,”> and the
projector augmented wave (PAW) method* was used to describe
the ion-electron interaction. Furthermore, the Perdew-Burke-
Ernzerhof (PBE) functional® was used to describe the
exchange-correlation energy of the simulation system, and
DFT-D3* was used to improve the calculation accuracy of
dispersion force. The cutoff energy of plane wave basis was
500 eV, and the Monkhorst Pack scheme was used to generate k-
points with a density of 0.4 per Angstrom for Brillouin zone
sampling. The self-consistent field (SCF) calculation was kept
within the energy convergence criterion of 1.0 x 107> eV.
EDIFFG: this parameter is used to control the force convergence
criteria for structural optimization. The optimization ends
when the force on all atoms is less than 0.01 eV A~*. In addition,
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a correction based on the Hubbard U model was used for the
d orbitals of Ti atoms to obtain more accurate correlation
energy, and the U value was 3.4 eV. For the slab model,*®
avacuum layer with a thickness of 15 A was established to avoid
layer-to-layer interaction.

The data obtained by XRD were imported into Origin soft-
ware, and then the diffraction peak 26 values of (121) (040) (042)
were obtained by Lorentz fit. The Brag eqn (1) was used to
obtain the plane spacing, and the Williamson-Hall (W-H) eqn
(2) was used to calculate the strain.

ni
" 2sinf (1)
where n =1 and A = 1.5406 A.
A
Bcosd = % + 4sinf (2)

where g represents the full width at half maxima (FWHM). k =
0.9 and A = 1.5406 A.

Geometric Phase Analysis (GPA) of HRTEM images used the
GMS plug-in FRWR tools.

Conclusions

In summary, 2D CaTiO; with room-temperature ferromagne-
tism has been prepared using SC CO,. Experimental studies
have demonstrated the critical synergistic role of SC CO,
induced strain effects and O vacancies in ferromagnetic
manipulation. Specifically, GPA illustrates the presence of
strain effects, and XRD confirms the increase in crystal spacing,
in particular the elongation of the Ti-O, bonds in TiOs octa-
hedron, and the breakage of the Ti-O, bonds at the surface of
CaTiO; forms the exposition of (101) plane observed in HRTEM,
which confers more opportunities for oxygen vacancies and low-
valent titanium to appear, where Ti** can optimize the spin
structure, releasing the macroscopic magnetization, which
leads to weak ferromagnetic ordering. To the best of our
knowledge, this is the first report of increasing the intrinsic
magnetic properties of CaTiO; by an external stress field
approach. This approach can achieve 2D ferromagnetism at
room temperature Tc, in contrast to the conventional doping
with magnetic impurities or building defects. Significantly, this
method has been demonstrated to be effective in other perov-
skite,> offering a promising avenue for investigating room-
temperature ferromagnetism in perovskite materials.
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