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Development of new high-entropy oxides having configurational entropy dominating the phase stability has
become a hot topic since the discovery of rock salt structure entropy-stabilized (MgCoNiCuZn)O in 2015.
Herein, we report a set of novel entropy-stabilized fluorite oxides: Zrg,Hfg>Ceg2SNgoMng 05 5,
Zrg 2Hfo 2 Tig 2MNg 2Ce0 2055, Zro 225Hf0 225 Tip 225MNg 225C€0 1055, @and Zrg oHfg 2 Tig 5MNg 2Ceq 1 Tag o5F€0.0502-6
synthesized using standard solid-state reactions. These compounds have been investigated using X-ray
diffraction, scanning electron microscopy, and X-ray photoelectron spectroscopy techniques to discern their
structural, microstructural, and chemical properties. The configurational-entropy dominated phase stability
and hence the entropy stabilization of the compounds are confirmed by cyclic heat treatments. The
mismatch between the ionic radii and oxidation states of the cations is the key factor in achieving a single-
phase fluorite structure. Furthermore, screening of physical properties, including thermal conductivity and
optical band gap, and magnetic properties and impedance spectroscopy studies are discussed. A thermal
conductivity of 1.4-17 W m™ K1 is observed at 300 K and remains invariant across a wide temperature
range (300-1073 K), favorable for thermal barrier coating applications. These entropy-stabilized samples have
an optical band gap of 1.6-1.8 eV, enabling light absorption across the visible spectrum and hence could be

promising for photocatalytic applications. The impedance spectroscopy data of the entropy-stabilized samples
Received 8th April 2023 L th f electroni tributi ith i tivati 03-04 eV)
Accepted 25th May 2023 reveal the presence of electronic contributions with a small activation energy (0.3-0.4 eV) across
a temperature range of 298-423 K. These observations in entropy-stabilized fluorite systems show potential

DOI: 10.1039/d3ta02124f for their multifunctional applications via further optimization and confirm the great chemical versatility of
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. Introduction

The discovery of novel materials with enhanced functional
properties is besought by the increasing dependence of
humankind on technology. Among the many recent discoveries,
entropy-stabilized oxides (ESOs) are a new class of ceramic
materials where, in general, five or more cations in an equi-
molar ratio are integrated at a single crystallographic site to
achieve entropic dominance over Gibb's free energy that drives
the thermodynamic stability."> These materials were discovered
when Rost et al® extended the high-entropy alloy concept
(Cantor et al.,* and Yeh et al.®) to ionic bonded ceramics and
synthesized the first entropy-stabilized oxide, (Mg ,C0¢ ,Nij »-
Cuy.,Zn, ,)O with a rock-salt structure, which drove an impetus
in materials science research based on ceramics. It was followed
by the findings of new high-entropy materials with different
crystal structures which include fluorite,*” spinels,**® bixbyite,**
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perovskites," rutile,”* pyrochlore,** etc. These high-entropy
oxides show interesting physical properties such as large
lithium-ion conductivity,"” ultralow thermal conductivity,*®
improved figure of merit for thermoelectrics," exotic magnetic
ordering,'** colossal dielectric constant,> proton conduc-
tivity,?> photocatalysis,**** etc. Therefore, they constitute a very
exciting playground for the development of new functional
oxides.

It should be noted that the terms high-entropy and entropy-
stabilized oxides have often been used interchangeably in the
literature although they refer to two different concepts.">*
Populating a specific site with multiple cations results in high
configurational entropy; however, for the system to be entropy-
stabilized, it should possess both high configurational entropy
along with positive enthalpy of mixing, indicating that the ther-
modynamic stability is driven by entropy.*® It is known that the
Gibbs free energy of mixing (AGp,ix) should reduce in order to
form a single phase and is influenced by the change in enthalpy
of mixing (AHn;) and change in entropy of mixing (ASmix) as
AGnix = AHpmix — TASpix., where AS ~ ASconr = —R zn:xi In(x;)

i=1
with x; as the molar concentration and n as the number of

This journal is © The Royal Society of Chemistry 2023
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components. It is evident that for the case with AH,;x < 0 and
AH,ix = 0 (ideal solution), AG; is negative and favors the
formation of a single-phase except when AH,,;y < 0 leading to
the formation of line compounds.”” Oppositely, a positive AH yix
> 0 due to the differences in atomic sizes or electronegativity
generally precludes the formation of single-phase compounds.
Therefore, high configurational entropy is required to dominate
the free energy prospect and overcome the positive AH,,;x. The
entropy-stabilized phases have a dependence on the decreased/
increased contribution of configurational entropy at low/high
temperatures (TASn;,). Thus, a reversible phase transformation
of lower-temperature (enthalpy favorable) multiple phases to
high-temperature (entropy-stabilized) single-phase compounds
constitutes a signature for entropy-stabilization. This phase
transition is endothermic in nature when screened using
differential scanning calorimetric analysis.> Therefore entropy-
stabilization of a compound can be tested via cyclic heat treat-
ment coupled with X-ray diffraction, differential scanning calo-
rimetry, scanning electron microscopy, etc. For example, several
recent studies including (Ceg,Lag,Prg»Smg Yo )0, 5
(LaNdPrSmEu); _,Sr,(Co/Mn)03,'** (Cog ,Cry,Feq ,Mng ,Nig »)5-
0,,” etc., do not show reversible phase transformation and are
termed as high-entropy systems but not entropy-stabilized. The
upholding of the single-phase in these systems may be attributed
to the favorable enthalpy of mixing (AHyix < 0) with minimum
influence of configurational entropy (TASy,;y). Some empirical
selection rules have been suggested to synthesize entropy-
stabilized oxides that include: the difference between the ionic
radii of different cations at the single crystallographic site should
be small, one of the cations should have a different usual local
environment (for example in the case of (Mg, ,C0¢ ,Nig,Cuy -
Zn,,)O MgO, CoO and NiO crystallize in a rock salt structure
whereas CuO and ZnO crystallize respectively in tenorite and
wurtzite structures), the overall system should have distinctive
electronegativity, etc., which are explained in detail else-
where."*7**3 However, only a small ionic radius mismatch is
considered for designing high entropy oxides.

In 2018, Chen et al reported the first entropy-stabilized
fluorite, Zr,,Hfy,Cep,Tip,SN0,0, with thermal conductivity
(k) ~1.28 W m~ ' K" at 300 K.° Furthermore, Gild et al,
showed a series of high-entropy fluorite oxides, followed by
synthesis of (Zry,Cey,Hf;,Y02Alp)0, s by Wen et al®
However, entropy-stabilization was not established in these
systems (cyclic heat treatment or other methods were not
shown). Ding et al.,** and He et al.,* reported a (Hfy »5Zrg 25
Sng.»5Tip25)0, system with an orthorhombic structure (space
group: Pbcn); however, no evidence was provided to support
their claim of entropy stabilization. High-entropy fluorite oxides
also include reports by Djenadic et al. on equiatomic rare-earth
oxides having high configurational entropy (Ce,,Lag,Smy -
Pry,Y02)0, s (ref. 7) followed by (Ndg16Ceo16La0.165M0 16
Pry.16Y0.16)02_s by Sarkar et al.** Recently Kante et al., fabricated
(CeLaSmPrY)O,_, fluorite thin films using sol-gel and pulsed
laser deposition processes and showed their optical band gap.*®
Also, Chen et al, showed a series of samples where each
element in Zry,Hf,,Ceq2Tip,Sn,0, is replaced by Ca to
further enlarge the fluorite family and concluded that Ce is
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important to realize single-phase high-entropy fluorite oxides.*”
In this article, we explore a set of novel entropy-stabilized
fluorite oxides in which the constituent elements are chosen
to ensure a positive change in enthalpy (AH.;x > 0, which
originates from differences in the ionic radii, electronegativity,
and crystal structure of individual simple oxides) and high
configurational entropy (equimolar concentration of five
different elements) and in this process, we also reinvestigate the
first reported high-entropy fluorite oxides by Chen et al.,* and
observe a peculiar structural behaviour on the surface and bulk
in Zry,Hfy,Ceq »Tip SN, ,0,, attributed to the possible reduc-
tion of Ce** for this combination of elements. Furthermore,
a deeper understanding of single-phase formation in high-
entropy fluorite oxides is developed considering the possible
role of oxygen vacancies and oxidation states of cations to
synthesize new compositions and novel entropy-stabilized
fluorite oxides: Zry,Hfy,Ceq2Sng,Mng,0, 5, Zrg,Hfy,Tig o-
Mn, ,Cey.,0;, 5, Z1.225H50.225Ti0.225MNg.225C€0.102 5,
Zro ,Hfy 5 Tip oMy ,Ceg 1Tag 05F€0.0502_5  synthesized  using
standard solid-state reaction routes are reported for the first
time. These novel high-entropy fluorite samples are further
screened using cyclic thermal treatment to establish the
configurational entropy dominated phase stability which is
further supported by scanning electron microscopy-energy
dispersive X-ray spectroscopy (SEM-EDS) techniques. Last,
preliminary studies of their physical properties including the
optical band gap, thermal conductivity (), magnetic properties
(M-H and M-T), low-temperature specific heat capacity, and
impedance spectroscopy (IS) studies have been discussed.

Il. Experimental section

High-entropy fluorite samples were synthesized using standard
solid-state reaction methods. The details of oxide precursors
used for each synthesis are shown in Table S1.1 Stoichiometric
amounts of oxide precursors for each composition were mixed
using planetary ball milling (Fritsch Pulverisette 7 Premium
Line) at 350 rpm for 60 cycles (5 min on and 5 min off time) in
a wet medium (ethanol). The slurry obtained after ball milling
was dried overnight inside an oven at 100 °C. The Sn-containing
samples were calcined at 1300 °C for 6-8 hours with a heating
and cooling rate of 200 °C per hour. The obtained powder was
again ball milled and compressed into cylindrical pellets of
10 mm in diameter and 1.5-2 mm thickness. However, this
intermediate calcination step was skipped for samples without
Sn. The compacted pellet was placed on a platinum (Pt) sheet
inside an alumina boat and sintered in the temperature range
from 1380-1500 °C for 6-15 hours followed by fast quenching.
Cyclic heat treatment was performed to establish the entropy-
stabilized phase formation of the samples. The scheme for
the synthesis and entropy-stabilization test is shown in Fig. 1.
The exact temperature of sintering used for each sample is
shown in Table 1.

The structural characterization of the samples was per-
formed by X-ray diffraction using a Panalytical X'Pert diffrac-
tometer with a Ge(111) incident monochromator, a copper tube
(K,; radiation), and a fast detector (X'celerator). Surface
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Fig. 1 Schematic presentation of the synthesis cycle used for the
preparation of high-entropy fluorite oxides.

@ 1300°C

Cyclic heat-treatment

morphology was observed and elemental mapping was per-
formed using scanning electron microscopy (SEM-FEG Zeiss
Sigma HD) equipped with energy-dispersive X-ray spectroscopy
(SAMx-IDFix EDS) operating at 20 kV. Furthermore, X-ray
photoelectron spectroscopy (XPS) measurements were per-
formed on a Thermo Fisher Scientific instrument with
a monochromatic Al-K,, X-ray source (energy 1486.68 eV) and
a hemispherical analyzer. The base pressure was around 5 x
10~ mbar and the diameter of the X-ray beam spot was 400 um,
corresponding to an irradiated surface of approximately 1 mm?.
The hemispherical analyzer was operated at a 0° take-off angle
in the constant analyzer energy (CAE) mode. Wide scan spectra
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were recorded at a pass energy of 200 eV and an energy step of
1 eV while narrow scan spectra were recorded at a pass energy of
50 eV and an energy step of 0.1 eV. Charge compensation was
achieved by employing a “dual beam” flood gun, using low-
energy electrons (<5 eV) and argon ions. The binding energy
scale was calibrated on the neutral carbon set at 285 eV. The
obtained core-level spectra were treated using CasaXPS soft-
ware.”* The thermal conductivity (k) of the samples was calcu-
lated using k = Dp,Cp,. The thermal diffusivity (D) was measured
using the laser flash technique (Netzsch LFA 427), and sample
density (ps) was calculated using the mass of the pellet and its
geometric volume. The specific heat capacity (Cp) was calculated
using the Dulong-Petits law. The optical band gap was obtained
from UV-visible spectroscopy measurement using an Agilent
Cary 5000 UV-Vis-NIR spectrometer in diffuse reflective spectra
(DRS) mode. The obtained reflectance data is converted into
absorbance spectra using the Kubelka-Munk function. The
magnetic measurements (M-H at 2 K and M-T in ZFC and FC
modes at 100 Oe) were obtained using a SQUID magnetometer
(MPMS, Quantum Design, USA). The electrical properties of
entropy-stabilized samples were investigated using the imped-
ance spectroscopy (IS) technique. The IS measurements were
carried out on cylindrical samples coated with platinum on
both sides (Pt/HEOx/Pt, using DC magnetron sputtering) at
different temperatures in the frequency range of 0.01 to 3.3 x
10° Hz and 300 mV disturbance amplitude. The samples were
placed in a Swagelok-type casing that was then placed inside an
oven for temperature-dependent measurements. The obtained
IS data were analyzed using fit3Zarcs software.®® Electrical
resistivity was also measured in the two-probe configuration
using a Keithley source meter (Keithley 6517B) from 298-423 K.
Low-temperature specific heat capacity measurements were
carried out using a PPMS (Physical Property Measurement
System, Quantum Design) across a temperature range of 2-300
K. The sample was kept in a vacuum of circa 0.01 mTorr and

Table 1 Different high-entropy binary oxides synthesized in the present study with corresponding sintering temperature (T) are shown. The
average ionic radii (r), standard deviation (s), sintering temperature, configurational entropy, and the nature of the XRD pattern obtained from the
surface (S) and powder (B) are shown for comparison (F: fluorite (Fm3m), O: orthorhombic (Pbcn), and P: pyrochlore (). The elements in the
parenthesis () are in the equimolar ratio. XRD patterns for (ZrHfTiCeY)O,_; (ZrHfCeY)O,_s (ZrHfCeYGd)O,_ ;5 (ZrHfCeYYb)O,_s5 and

(ZrHfCeYbGd)O,_; are shown in Fig. S7 of the ESI

Sample r s T (°C) Sconf Entropy stabilized XRD: surface XRD: bulk Ref.
(zrHfTiSnCe)O, 0.761 0.135 1500 1.61R Yes: surface F F+0O 6, 34, and 35
(ZrHfTiSnMn)O,_, 0.733 0.087 1500 1.61R Yes: surface F F+O This work
(ZrHETiSn)o 5(CeY)o 2055 0.754  0.138 1500 1.75R  Yes: surface F F+0 This work
(ZrHfTiSnY)O, 5 0.747 0.109 1500 1.61R Yes: surface F F+O This work
(ZrHfCeSnMn)O, 0.806  0.105 1500 1.61IR  Yes F F This work
(ZrHfTiCeY)O,_; 0.803 0.140 1500 1.61R No F+P F+P 32
(zrHfCeY)O,_s 0.853 0.099 1500 1.29R No F F 32
(zrHfCeYGd)O,_; 0.87 0.094 1500 1.61R No F+P F+P 32
(ZrHfCeYYb)O,_; 0.855  0.086 1500 1.61R  No F+P F+P 32
(zrHfCeYbGd)O, 5 0.863 0.093 1500 1.61R No F+P F+P 32
(ZrHfTiNbY)O, 5 0.737  0.118 1500 1.61R  No M M This work
(zrHfTiMnCe)O,_; 0.789 0.132 1380 1.61R Yes F F This work
((ZrHfTiMn), 6Ceo.1)02—5 0.766  0.134 1380 1.57R  Yes F F This work
(zrHfTiMn), gCey 1(TaFe). 10, 5 0.756 0.128 1380 1.66R Yes F F This work
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protected using an anti-radiation shield, to prevent dissipation
from convection and thermal radiation respectively. An
Apiezon N grease was used to ensure heat transfer from the
sample to the sample holder.

First, the outcome of the synthesis of the new composition
Zr, ,Hf, 5 Tig SNy ,Mn, ,0, 5 is shown in Fig. 2(a) at each step
during synthesis. The XRD pattern of the ball-milled (BM) oxide
precursors consists of peaks corresponding to each binary oxide
used for the synthesis. Further calcination of mixed precursors
at 1300 °C results in a multiphase compound, with a main
orthorhombic phase (space group: Phcn).** After consolidating
the powder into thin pellets and sintering at 1500 °C for 6 hours
followed by quenching, the XRD pattern of the surface of the
pellet (penetration depth of the XRD beam was estimated to be
a few um) evidences a single-phase fluorite structure with no
impurity within the sensitivity of the XRD. In order to assess the
role of configurational entropy in the formation of the
compound, this pellet was further exposed to cyclic heat treat-
ment. After heating at 1300 °C for 12 hours, the XRD pattern of
the pellet shows the presence of multiple phases, which are
reversed to a single-phase fluorite structure with further sin-
tering at 1500 °C followed by quenching. The zoomed-in image
in Fig. 2(a) shows the evolution of the main peak of the XRD
pattern of the pellet during the different steps of thermal

Results and discussion

View Article Online
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cycling, demonstrating entropy stabilization. At first glance, this
observation confirms that the Zr,,Hf,,Tiy,Sng,Mng,05_ s
phase may be entropy-stabilized. However, the powder obtained
after grinding the single-phase pellet results in a very different
and unexpected picture, as shown in Fig. 2(b). In this figure,
a comparison of the XRD measurements performed on the
calcined precursors at 1300 °C (bottom), the surface of the pellet
sintered at 1500 °C (middle), and ground powder (bulk, top) is
shown. It is seen that the XRD patterns of the surface (pellet)
and bulk (powder) are very different. Although the XRD pattern
of the pellet evidences a single-phase fluorite structure with the
Fm3m space group, the powder consists of a combination of
fluorite and orthorhombic structures.** At this stage, the origin
of such a distinctive nature of XRD patterns on the surface and
bulk is not very clear. Also, such an observation has never been
reported in the literature for these high entropy compounds, to
the best of our knowledge.

The energy dispersive X-ray spectroscopy (EDS) mapping
performed on the surface of the pellet shows the homogeneous
nature of the sample and further confirms that there is no
impurity present on the surface (Fig. 2(c)). The EDS spectrum
obtained from the surface of Zr,,Hf,,Tig,Sng.Mng,0, 5 is
shown in Fig. 2(d). The atomic percentage obtained is in good
agreement with the stoichiometric amounts of elements
present in the system. Besides, the thermal conductivity at 300
Kis 1.42 W m~" K" (Fig. 2(e)) and is in close agreement with
the value (1.28 W m™* K ') reported by Chen et al for

(a) - Zrg 5Hfy 5 Tig 2SN ,Mn, ,0, (b) Zrg oHfo 2 Tig ,.SNg ;Mg ,0,
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Fig. 2 (a) X-ray diffraction patterns of Zrg,Hfg »Tig 2SN 2Mng 20, 5
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at different synthesis steps (mixed precursors using ball milling (BM),

calcination, and final sintering) followed by the entropy-stabilization test. (b) XRD patterns obtained on the surface (pellet) and bulk (powder)
samples sintered at 1500 °C and their comparison with the XRD pattern of the same sample calcined at 1300 °C. (c) Scanning electron
microscopy (SEM) image and the corresponding elemental mapping of each element using energy dispersive X-ray spectroscopy (EDS). (d)
Corresponding EDS spectra, inset: the SEM image of Zrg ,Hfg 2Tig 2SNg 2Mng 20, 5. (€) Thermal conductivity (k) and (f) band gap obtained from

UV-visible spectroscopy for Zro_zHfo_zTiQ_zSﬂo_zMﬂo_zOz,g.
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Zro ,Hfy 5 Tip SN0 ,Ce020,.° Thermal conductivity decreases
rapidly with an increase in temperature; however, the exact
reason for such a change is difficult to understand in a multi-
phase sample. The optical band gap obtained from UV-visible
spectroscopy for this sample is 2.1 eV (Fig. 2(f)).

Following this unexpected observation, we decided to rein-
vestigate the synthesis of the Zr,,Hf,Tip2Sn0.2Ce0,0,
compound following Chen et al® The XRD patterns corre-
sponding to each step are shown in Fig. 3(a). Similar to our new
Zro ,Hf 5 Tip 2SN ,Mn, ,0,_5; composition, they also show
a single-phase fluorite structure on the pellet (surface), whereas
the XRD pattern of the ground powder (bulk) corresponds to
a multiphase sample with a predominant orthorhombic struc-
ture. This observation of a single-phase pattern on the surface
(pellet) is consistent with the report by Chen et al.® However, the
nature of the samples that were analyzed by these authors using
XRD was not mentioned in their report. Besides, the (mostly)
orthorhombic nature of the XRD pattern for the powder
samples agrees with the recent studies on four-component
binary high-entropy oxides using similar elements.*** It is
seen that the XRD pattern for the bulk is similar to the XRD
pattern of the precursors calcined at 1300 °C, indicating that
such a mixture could be difficult to convert back to single-phase
fluorite at 1500 °C due to kinetic issues. In order to avoid this
possible difficulty, a new synthesis is performed where the oxide
precursors are mixed using ball milling and the mixture is
consolidated into pellets and is directly sintered at 1500 °C
followed by quenching. However, the XRD pattern (Fig. S1t)
shows the distinctive nature of the diffraction pattern of the
pellet and powder. Fig. S2(a)t shows the XRD pattern corre-
sponding to each step during the synthesis of Zr, ,Hf, 2 Tig -
Sn, ,Cep,0,. Furthermore, two more similar compositions
Zro ,Hf 5Tip.2Sn0.2Ce0.1Y0.102—5 and Zro ,Hf) 5 Tig.28N0.2Y0.20, 5
have been synthesized and the XRD diffraction pattern depicts
the different XRD patterns of the surface and bulk and is shown

1500°C-Sintering- 6h-Powder

1500°C-Sintering- 6h-Pellet

e il
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in Fig. S2(b) and (c).t A similar synthesis route has been fol-
lowed for these two samples and a similar nature of the
diffraction pattern has been observed. However, it should be
noted that when one of the elements has an oxidation state
lower than 4+, (in these cases: Y** or Mn®" (shown later in XPS)),
the fluorite phase appears significantly in the bulk phase as
well, whereas it is hardly observed in Zr, ;Hf,, ,Tiy ,Sng 2C€ 205.
However, even in these cases, the samples still do not exhibit
a single-phase fluorite structure. Several other compositions
with Sn as one of the elements have been tried but no single-
phase fluorite structure has been seen in the powder sample.

Furthermore, SEM-EDS is carried out on the surface and the
cross-section of the Zr, ,Hf, 2 Tip 2SN 2Ce 20, pellet. The cor-
responding backscattered electron (BSE) image on the surface
and bulk is shown in Fig. 3(b) and (c). Interestingly, the surface
shows no clear contrast whereas there is a contrast in the bulk
of the pellet depicting the multiphase nature of the bulk
sample. The mapping of each element and corresponding EDS
spectra are shown for the surface (Fig. 3(d) and (e)) and bulk
(Fig. 3(f) and (g)) respectively. The homogeneous distribution of
elements may be seen on the surface; however, the cross-section
mapping shows an inhomogeneous distribution, supporting
the observation of the multiphase by XRD.

In order to further understand the different structures of the
pellet and powder in Sn-containing sample Zr, ,Hf, ,Tig ,Sno 2~
Ce(»0,, X-ray photoelectron spectroscopy is carried out on the
surface of the pellet and powder. Fig. 4 shows the core-level
spectra for each element present in Zr, ,Hfy ,Tip »,Sng 2Ce0205.
It is seen that Zr, Hf, Ti, and Sn show similar core-level spectra
for the pellet and powder and are in the 4+ charge state.
However, it is interestingly observed that core-level spectra of Ce
show two distinct charge states (Ce** and Ce®*) and are similar
in both powder and the pellet. The corresponding fitting is
shown in Fig. S8 and fitting details are listed in Table S3.7 The
ratio Ce**/Ce*" was evaluated as proposed in ref. 39 and ** and

1300°C-Calcination- 6h-Powder

Intensity (a.u.)

R
Orthorhombic-ZrSn, s Tiy 50, Ref. Code: 00-034-0031

| ] | I
Cubic-ZfO, Ref. Code: 01-081-1550
L L

OO AL

20 30 40 50 60 70 80
20 (degree)

Fig. 3

(a) X-ray diffraction pattern for Zrg2Hfg 2Tig 2SN 2Ceq 20, at each step. The XRD pattern on the pellet (surface) and powder (bulk) is

shown. The Bragg's position corresponding to the orthorhombic and cubic phases is marked. Scanning electron microscopy images for
ZrooHfg 5 Tig 2Sng »Ce 2O, observed in backscattered electron (BSE) mode (b) on the surface and (e) on the bulk are shown. The elemental
mapping and energy dispersive X-ray spectra (EDS) of the (c and d) surface and (f and g) bulk are shown.
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Fig. 4 Core-level X-ray photoelectron spectroscopy (XPS) measurement carried out on the surface and bulk for each element in

Zrg 2Hfo 2Tio.2SNo.2Ceq.20o.

found to be 1.4 for both locations. The fitting procedure,
implying a Shirley-type background subtraction and mixed
Gaussian-Lorentzian line shapes was performed using both the
Avantage and CasaXPS software and shows similar results.
However, this value is not precise as CeO, is known to reduce
during X-ray exposure.*>*> In general, the fluorite structure is
stabilized by oxygen deficiency, and to accommodate the overall
charge neutrality Ce changes from Ce** to Ce*, since all other
elements are quite stable in 4+ charge states. Although the core-
level spectra for all the cations are similar in bulk and surface,
and only core-level spectra for O-1s, shown in Fig. 4, are
observed to be different on the pellet and powder which may be
the reason for such structural differences on the pellet and
powder.

There are several high-entropy fluorite oxides synthesized in
the literature that possesses oxygen vacancies.” Keeping these in
mind, we then synthesized the Zr,,Hf;,Ceq,Sny,Mng,0, 5
sample following the same synthesis route. The X-ray diffrac-
tion patterns, shown in Fig. 5(a), depict the single-phase fluorite
structure on the surface as well as in the bulk. Rietveld refine-
ment was performed on the bulk XRD pattern using Fullprof
software®® with the Fm3m space group, and the refinement is
shown in Fig. 5(b). The lattice parameter obtained from the
refinement for Zr, ,Hf, ,Ceo.2SN0 ;Mn, 20, 5 is 5.136 A and the
corresponding crystal structure drawn using Vesta software** is
shown in Fig. 5(c). Fig. 5(d) shows the X-ray diffraction pattern
of the cyclic heat treatment performed on Zr, ,Hf,, ,Ce, ,Sng »-
Mn,0, ;. It is seen that the sample is multiphase below
a critical temperature and is reversed to the single phase when
sintered at 1500 °C followed by quenching, establishing the
entropy-dominated phase stability of this sample. Therefore,

This journal is © The Royal Society of Chemistry 2023

Zr, ,Hfy ,Ceq SNy ,Mn, ,0, 5 seems to be the first entropy-
stabilized single-phase fluorite oxide.

Furthermore, the backscattered electron image of the Zr, »-
Hf,,Ce 2SN, ,Mn,,0, 5 pellet (cross-section) is shown in
Fig. 5(e), and the corresponding energy-dispersive X-ray spec-
trum (EDS) in Fig. 5(f). For the investigation of the micro-
structure, the surface of the pellet is polished using an
automatic grinding/polishing machine. Due to polishing, the
grains partly come out of the surface, as can be seen in the
higher magnification image (Fig. 5(g)). The atomic percentage
of elements obtained from EDS is in line with the stoichiometric
amount of precursors used for the synthesis. The elemental
mapping for each element present in Zry,Hf,,Ceq SN0 -
Mn, ,0,_; is shown in Fig. 5(g). The mapping is also performed
on the cross-section of the pellet. The homogeneous distribu-
tion of each element present in this entropy-stabilized Zr ,-
Hf, ,Ceo,Sny,Mn,,0, s further confirms the single-phase
nature of the sample. A comparison of Zr,,Hf, ,Tig,Sng -
Mn,,0, s (Fig. 2(a)) and Zry,Hfy,Cep5n0,Mng,0, 5
(Fig. 5(a)) shows that Ce seems to be essential to form a single-
phase fluorite structure, as also suggested by Chen et al. in
a recent study.*”

The charge transport properties of the entropy-stabilized
Zr, ,Hfy ,Ceo 2SNy ,Mng 0, 5 sample are evaluated using
impedance spectroscopy (IS) techniques. The measurements
were performed using ionically blocking electrodes (Pt in the
present case) on both sides of the pellet, as shown in Fig. S14.F
The Bode plots consisting of the magnitude of the impedance
|Z| and phase angle (¢) as a function of frequency at different
temperatures are shown in Fig. S15(a) and (b).T The Nyquist
plots (—ImZ vs. ReZ) for Zr,,Hf,,Ceq,Sn0,Mny,0, 5 at

J. Mater. Chem. A, 2023, 11, 14320-14332 | 14325
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(a) X-ray diffraction pattern for Zrg ,Hfg 2Ceq 2SN 2Mng 20,_; obtained on the pellet and powder. (b) Rietveld refinement pattern for

Zrg 2Hfg 2Ceq 2SN 2Mng 20, 5. (c) Crystal structure obtained from Vesta software using structural parameters obtained from the Rietveld
refinement. (d) The cyclic heat treatment demonstrates the entropy-stabilized nature of the sample. (e) Backscattered electron (BSE) image, (f)
energy-dispersive X-ray spectroscopy (EDS) pattern and (g) corresponding elemental mapping for Zrg ,Hfp 2Ceg 2Snp 2Mng 205 ;.

different temperatures are shown in Fig. 6(a). Nyquist plots
provide visual cues that help us analyse experimental data and
understand the physical processes of the samples studied using
IS measurement. Experimentally a perfect semicircle in the
Nyquist plot is rarely seen due to the overlap of processes with
similar time constants and hence an equivalent circuit model is
widely used. However, it is seen that the analysis of IS using the
corresponding equivalent circuits is very difficult due to the
possibility of overlap between different transport contributions.
Therefore, the distribution of relaxation time (DRT) method has
been promising in distinguishing the characteristic relaxation
times corresponding to different transport processes.***¢ This
method uses the inverse Fourier transform to change the
frequency-dependent IS data to a distribution of time constants
to determine the relaxation times contributing to the imped-
ance spectrum.*”*

The DRT plot obtained for Zr, ,Hf, 2Cep,Sn02Mng 0,5 to
identify the number of processes involved in the transport
process is shown in Fig. 6(b) and (c) at 298 K and 423 K for
Zro ,Hfy ,Cep 2SNy ,Mng ,0, 5. The DRT plot gives one dominant
contribution and hence all the Nyquist plots are fitted with
a single ZARC model, where a ZARC is defined as a parallel
combination of a resistor (R) and constant phase element (Q) as
shown in the inset of Fig. 6(a). As seen from the Nyquist plot,
this sample does not show a capacitive tail at lower frequencies
with Pt blocking electrodes. Thus, it is highly possible that the
ionic conduction is negligible in this sample in this tempera-
ture range and that the only contribution to the electrical
transport is electronic. The electrical resistivities obtained from
the fitting are shown in Fig. 6(d), which is in line with the two-
probe electrical resistivity measurement performed on this
sample (not shown). The fitting parameters obtained from the
ZARC fit are shown in Table S5.7 Furthermore, these electrical
resistivities are used to estimate the activation energy from the

14326 | J. Mater. Chem. A, 2023, 11, 14320-14332

Arrhenius plot, as shown in Fig. 6(e). The activation energy (E,)
is 0.42 eV which is quite lower than the activation energy re-
ported for Zr, ,Hf, ,Cep »,Sng »Tig ,0,.°

The UV-visible spectroscopy measurement is carried out at
300 K in diffuse reflectance spectra (DRS) mode to find the
optical band gap for Zr,,Hf,,Cer SNy ,Mng 20, 5. The Tauc
method for estimating the band gap, based on the assumption
of the energy-dependent absorption coefficient (), is expressed
as (ahw)"" = A(hv — E), where h is the Planck constant, v is the
photon's frequency, E, is the band gap, and A is a constant. The
factor n depends on the nature of the electronic transition and
is taken as 1/2 and 2 for direct and indirect transition band
gaps, respectively. For the determination of the band gap in DRS
mode, Kubelka and Munk suggested the transformation of
measured reflectance spectra into the corresponding absorp-
tion spectra by applying the Kubelka-Munk function (F(7)),

1-R)? .
defined as F(r) = %, where R is the reflectance of an

infinitely thick specimen.*® Hence, the above equation reduces
to (F(r)hv)""" = A(hv — E,). The direct band gap for Zry,Hf, »-
Ceo 2SNy ,Mn, ,0,_; is calculated using the (F(r)hv) vs. v curve
and is shown in Fig. 6(f). It is noted that the optical band gap for
Zr, ,Hf} ,Ceg »Sn, 5 Tig 20, is 3.05 eV (Fig. S11) and it reduces to
1.61 eV for Zr, ,Hf,, ,Ce( ,Sny ,Mn; ,0,.

Next, we explore more compositions by following the selec-
tion rules which include the criteria of ionic radii and corre-
sponding oxidation states of cations following Pauling rules (for
structure and local coordination of cations). These criteria,
similar to those of conventional oxide compounds, are decisive
for establishing the phase stability of high-entropy oxides,
although exceptions exist.”** Accordingly, the average value of

1 N

cationic radii <r— ﬁ( r,')> and standard deviation
1

i=

This journal is © The Royal Society of Chemistry 2023


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d3ta02124f

Open Access Article. Published on 25 maggio 2023. Downloaded on 14/05/2026 22:36:40.

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

(cc)

View Article Online

Paper Journal of Materials Chemistry A
7 7 = 6
(a) 6x10 208 K =T 210" F3o3 K o Exp. 8x10 348 K o Exp.
| Ro —— Fit L =—=iFH ——Fit
4x10"—w R
Ak 1x107F 4x10%-
2x107+
£ 0 - 0
o 0 7 7 L
& 0 2x10" 4x10" 6x107 0 1x10”  2x10 0 4x10°  8x10°
et 108
N3 373K o Exp  4y10%-423 K ° Exp|  406L398K o Exp.
£ Fit Fit Fit
= 2x10°F
1x108F 2x10°F 5x1osm
O 0 1 1 0 " 1 n 1
0 1x10® 2x10°% 3x10° 0 2x105  4x10° 0 5x10°  1x10°8
Re Z (Q-cm)
(b) £ ——298K (C)Az- —423K| (d)
G € =.in7 ®
¢ o g 10 Qo
G2 & ¢
~ <1 (@] °
= ) = 10° o
3 = a 3
=0 L0
ol oud s oud sond sl sud sl ol ol soomd ool sl ool 3ol siued 105 L 1 L
10° 10* 102 10° 107 10° 10° 10" 10’ 300 350 400
T (s) T (s) Temperature (K)
(e (1) 120
< E,=0.42 eV =
€ -14- P
(3] | < 80}
- > o
G -161 >
= < 40f
© r = E,=1.61eV
€ 18- & ’
- L L L 1 ~ 0 1
24 27 3.0 33 1 2 3 4
1000/T (K™) hv (eV)
Fig. 6 (a) Nyquist plots for Zrg ,Hfg 2Ceg 2Sng 2Mng ,O,_; at different temperatures and the corresponding single ZARC fit (the scheme is shown

in the inset). The distribution of relaxation time (DRT) plots for Zrg ,Hfg 2Ceg 2SN 2Mng 20, _s at (b) 298 K and (c) 423 K. (d) The electrical resistivity
(p) as a function of temperature and (e) Arrhenius plot (In o vs. 1000/T) for Zrg 2Hfg 2Ceq 2SN 2Mng 20, and (f) optical band gap obtained from UV-

Vis spectra in diffuse reflectance mode.

with N as the number of cations have been

used to synthesize high-entropy oxides and are presented in Table
1. It is noted that s > 0.095 does not result in single phase fluorite
oxide, as predicted by Spiridigliozzi et al.,*® as seen in Zr, ,Hfy »-
CeyoSng »Tip,0,. The nature of the diffraction pattern obtained
on the surface (S) and bulk (B) for the samples studied here is also
depicted in Table 1. Several optimizations in these selection rules
result in three new compositions that lead to the single-phase
fluorite structure and are entropy stabilized. The X-ray diffrac-
tion patterns for these three new compositions are shown in
Fig. 7(a). These samples exhibit the same XRD pattern in both
pellet and powder form. Zr,,Hf,,Tiy,Mng,Ce,,0,_s shows
a dominant fluorite structure with a minor CeO, phase (marked
with * in Fig. 7(a)) in a very small amount. This minor CeO, phase
present in the first sample can be suppressed by reducing the
cerium content in the sample and synthesizing Zr, ,5Hfj 225-
Tip.225MNg 225Ce0 10,5, Which shows a single-phase fluorite
structure. Furthermore, Zr,,Hf,,Ti,,Mng,Ce1Tag 05F€0.0502_5

This journal is © The Royal Society of Chemistry 2023

also shows a single-phase fluorite structure with an Fm3m space
group, showing that a +4 element can be partially substituted by
an equimolar combination of a +3 and a +5 element. The
temperature of the sintering and the quenching procedure have
been optimized to achieve single-phase fluorite oxides. The
synthesis of these samples does not require intermediate calci-
nation steps. The Zr, ,Hf, ,Tio 2Mng ,Ceo ,0,_ s sample sintered at
1400 °C followed by furnace cooling shows a mixture of fluorite
and pyrochlore phases, as shown in Fig. S3,T suggesting that the
sample has to be quenched faster for single phase formation.
Furthermore, following the same sintering conditions, the
sample was quenched in the air (crucibles are removed from the
furnace and kept outside) and the diffraction pattern (shown in
Fig. S47) exhibits a minor shoulder for each Bragg's peak, which
disappears when the quenching is performed on a metallic plate.
The difference between the quenching performed in the air and
on the metallic plate is shown in Fig. S5.1 A symmetric XRD peak
was obtained for the sample quenched on the metallic plate. This
suggests that quenching the sample in the air is not sufficient to
get single-phase fluorite oxide. The entropy-stabilization is
however established in these samples having minor impurity

J. Mater. Chem. A, 2023, 1, 14320-14332 | 14327
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Zrg2Hfo 2Tig 2MNg 2Cep 2025, are marked with a

(a) X-ray diffraction pattern and (b) Rietveld refinement pattern for three single-phase fluorite oxides. The minor CeO, peaks present in
star-shaped

symbol (¥ in (a). (c) The «crystal structure of

Zrg oHfg 5 Tig 2Mng 2Ceg 1Tag osFe0.0502_5 is drawn using the refinement parameters employing Vesta software. (d—f) The cyclic heat treatment
demonstrating entropy-stabilization of the fluorite is shown for all three samples. (g and h) Backscattered electron (BSE) image
Zro_zHfg_zTio_zMI’]g_2C60V1T30V05Feovo502_5, elemental mappings for ZrovzHfo_zTioszno_zceo_l—ra0_05Feo_o502_5, (i) single-phase: sintered at 1380 °C

followed by quenching and (j) decomposed sample: sintered at 1300 °C followed by slow cooling.

phases as well (Fig. S5t). Also, the temperature of sintering is
further optimized to 1380 °C to achieve a uniform pellet.

The XRD pattern of these three samples is further analyzed
using Rietveld refinement employing Fullprof software consid-
ering the Fm3m space group. The refinement pattern for each
phase is shown in Fig. 7(b). The lattice parameter for Zr, ,Hf; »-
TiO.ZMnO.ZceO.Z?Z—ﬁ is 5.095 10\; 719 225Hf( 25T 225MNg 255C€0 1-
0,_; is 5.052 A, and Zr, ,Hf, ,Tig,Mn ,Ceq 1Tag 05F€0.0502_5 iS
5.051 A and is consistent with the change in the ionic radii of the
cations for each composition.”® The crystal structure of Zr,-
Hf, ,Tip2Mng »Ceg 1Tag 05F€0.050,_5 was drawn using Vesta soft-
ware using the structural parameters (lattice parameter, atomic

14328 | J Mater. Chem. A, 2023, 11, 14320-14332

position, and occupancy) obtained from the refinement and is
shown in Fig. 7(c). The entropy stabilization in these systems has
been investigated through the cyclic heat treatment as shown in
Fig. 7(d)—(f) for each composition. The reversible observation of
the single-phase — multiphase — single-phase diffraction
patterns of these samples with changing the sintering tempera-
ture below and above a critical temperature confirms that the
thermodynamic stability of these samples is dominated by
configurational entropy. The cyclic heat treatment at several
temperatures in these systems is also shown in Fig. S6, showing
that this critical temperature is between 1300 °C and 1380 °C. As
the use of a sintering temperature higher than 1380 °C leads to

This journal is © The Royal Society of Chemistry 2023
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degradation of the pellets (due to the onset of pellet melting), it
shows that the temperature window that can be used to obtain
these new compositions is rather narrow.

Surface morphology and chemical homogeneity studies of
the entropy-stabilized samples are carried out using the SEM-
EDS technique. The microstructure shows a dense
morphology of the samples sintered at 1380 °C having a relative
density greater than 93%. The SEM images for Zr, ,Hf, 5 Tig -
Mng,Cep 20,5, and Zrg,s5Hf( 225Tio.225MNg225C€0.10,_5 are
shown in Fig. S13.1 Fig. 7(g) and (h) show the surface
morphology for Zr,,Hf,,Tip,Mng,Ce1Tag 0sF€0.0502_s in
backscattered electron (BSE) mode. As mentioned earlier, the
polishing of the pellets results in the removal of grains from the
surface which can be seen in a higher magnification image
(Fig. 7(h)). The sample without polishing looks quite dense, as
shown in Fig. 7(j). The uniform surface morphology further
supports the single-phase nature of the sample. EDS mapping
shows compositional homogeneity as all the constituent
elements (Zr, Hf, Ti, Mn, Ce, Ta, Fe, and O) were found to be
uniformly distributed across the investigated area of the
microstructure, as shown in Fig. 7(i) for single-phase
Zro ,Hfo 5 Tig ;Mg 2Cep 1 Tag 05F€0.0502_5. Fig. 7(j) shows the
surface morphology (BSE image) and corresponding elemental
map for the Zry,Hf,,Tip,Mng,Ceo1Tag 05F€0.050,-5, sample
decomposed at 1300 °C for 10 hours. The multiple phases and
non-uniform distribution observed in the elemental map
further confirm the decomposed nature of the sample.

X-ray photoelectron spectroscopy (XPS) studies are carried
out in order to determine the charge states of each element in
these entropy-stabilized systems. Full range spectra of the
samples are shown in Fig. S9.1 The core level spectra, displayed
in Fig. 8(a)-(f), reveal the presence of Zr(4+), Hf(4+), Ti(4+),
Mn(2+), Ce(4+), Ta(5+), and Fe(3+) (corresponding binding
energies are shown in Table S2}) and are similar in all three
samples. Interestingly Mn shows a 2+ valence state (see Fig. S10

View Article Online
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and Table S4 of the ESIT), which is confirmed using the satellite
peak characteristic of MnO (646.6 eV) in Fig. 8(e) and possibly
accommodates oxygen vacancies present in the sample as
shown in Fig. 8(g).” This reduction of Mn from Mn** to Mn*"
increases the cationic radius of Mn from 0.53 A (Mn*") to 0.67"*
A, 0.83"5 A (Mn?"). This increase in the ionic radii is close to the
average ionic radii of other elements. Fig. 8(h) shows
a comparison of core-level spectra for Ce in Zr, ,Hf,,Tip -
Mn, ,Ce, ,0,_s and Zr, ,Hf,, ,Tiy ,Sng ,Cen.,0,. It is seen that Ce
shows two distinct charge states in the Sn-containing samples
(Table S31); however it retains its Ce*" charge state in Mn-
containing samples. This is possibly the reason for the
different structural behavior on the surface and bulk of Sn-
containing samples. Therefore, this also indicates that Mn is
an essential element to synthesize high-entropy fluorite oxides,
as the reduction of Mn into a 2+ state enables Ce to remain in its
+4 charge state.

The Nyquist plots for all the samples are shown in Fig. S16+
and the corresponding Bode plot consisting of the magnitude of
the impedance |Z] and phase angle (¢) against frequency at
different temperatures is shown in Fig. S17.7 The measurements
were performed under the same experimental conditions as
mentioned above. The distribution of relaxation time (DRT)
method has been used to determine the relaxation times
contributing to the impedance spectrum.*”* The DRT plots are
obtained for all the samples to identify the number of processes
involved in the transport process and are shown in Fig. S16(b),
(d), and (f)t at different temperatures. It is noted that Zr,-
Hf, ,Tip ,Mng ,Ce 0,5, shows two clearly distinguishable
processes across the temperature range studies and hence two
ZARC models were used to fit the corresponding IS data. The two
contributions might result from electronic contribution due to
Zry ,Hfy 5 Tip 2Mng ,Ce 2,0, s and the minor CeO, phase present
in the sample. The second contribution may also originate from
grain boundaries. Zrg ,5Hf) 225Ti0225M0g 225C€010,_5 shows
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Fig. 8

(a—g) Core-level X-ray photoelectron spectroscopy (XPS) spectra for the elements present in entropy-stabilized fluorite oxides. p;:

Zrg 2Hfo 2Tio 2MNg 2Ce0 202 5 P2: Zro.225Hf0.225Tio.225MN0 225C€0.102 5 and ps: Zrg 2Hfo 2Tig 2MNp 2Ceo 1Tao.05F€0.0502 5. (h) Comparison of Ce
core-level XPS spectra of Zro_zHfo_zTio_zMﬂo_zCGo_zOz,é and Zro_zHfo_zTiQ_zsno_zceQzOz,é.
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only one process and hence a single ZARC is used to estimate the
transport parameters that are dominated by electronic conduc-
tion. A similar single-ZARC model is used to fit the IS data for
Zry ,Hf, 5 Tip ,Mng ,Ceg 1Tag 05F€0.0502_5. In general, the DRT
analysis provides the relaxation time and corresponding resis-
tances (ionic, grain boundary or electronic) of the processes
involved; however these resistances are not the actual resistance
but rather represent their linear combination. Hence these
values are used as a starting point to fit the IS data using the
ZARC fit. The Nyquist plots are fitted using fit3Zarcs software®®
using an appropriate equivalent circuit as shown in the respec-
tive insets of Fig. S16.7 Fig. S16(a)t shows the Nyquist plot for
Zry ,Hf, 5 Tip ,Mn, ,Cep,0,_5 at four different temperatures,
which are fitted using two ZARC elements (each consisting of
aresistor (R) and constant phase element (Q) in parallel as shown
in Fig. S16(a)t). It is observed that the impedance changes by one
order of magnitude for a change in temperature from 298 K to
373 K. The resistivity values obtained from the fitting at 298 K are
R, =1.81 x 10 Q em & R, = 5.18 x 10”7 Q cm and decrease to
7.41 x 10° Q cm & 2.75 x 10° Q cm respectively at 373 K, indi-
cating thermally activated behavior with an activation energy of
0.34 eV and 0.42 eV respectively (Fig. S18(a) and (b)f). Zrg.s,5-
Hfy 525Ti0.225MNg 525Ce0 10,5 was fitted using the proposed
model as shown in Fig. S16(b).+ The refined value of electrical
resistivity at 298 K is 3.08 x 10° Q cm and it reduces to 1.44 x 10’
Q cm at 373 K. The activation energy obtained from the linear fit
of the Arrhenius plot is 0.42 eV (Fig. S16(c)T). The fitting of the
Nyquist plot for Zr, ,Hf, ,Tig ,Mng,Ces1Ta0.05F€0.0502_5 shows
a change in the resistance from 3.37 x 10° Q cm at 298 K to 3.50
x 10° Q cm at 423 K with an activation energy of 0.4 eV (Fig.
S18(d)t). The detailed transport parameters obtained from the
fitting for each sample are shown in Tables S6-S8.}

The magnetic measurements (M-T) are carried out in zero-
field cooling (ZFC) and field cooling (FC) modes over a temper-
ature range of 2-350 K. It is seen that all three samples show
similar magnetic behavior with a paramagnetic contribution
over a wide temperature range (Fig. S191). For all compositions,
the Curie-Weiss fit of the 1/x vs. T curve evidences antiferro-
magnetic interactions with a Curie-Weiss temperature (6.) of
—28 K, —30 K and —43 K respectively for Zr, ,Hf, ,Tip ,Mn »-
Cep20; s Zr4.325Hf( 225 Tig.225MNg 225C€0.102 5 and
Zry,Hf, ,Tig ,Mng ,Cep 1 Tag osF€0.050,-_s.  Unexpectedly, the
paramagnetic moment extracted from the Curie-Weiss fit leads
to unrealistic values, much larger than those expected from free
Mn>" in high-spin configuration (even taking into account
a possible moderate contribution from Ce*" and Fe®*), from
8.48 up in Zry,Hf,,Tip,Mny,Cep,0,_5 to 8.81 up in
Zro ,Hfo ,Tig ;Mng ,Cep 1Tag.05F€0.0502—5 and 8.94 ug in Zrg 5,5
Hf) 225Ti0.225MNg 225C€0.10,_s. The M—H curve shown for these
three samples at 2 K (Fig. S19t) shows an increase in magneti-
zation with the magnetic field, here again to large values
without reaching saturation even after £5 T. At this stage, we do
not have any plausible explanation to explain these unexpected
values, which were obtained for all three samples.

Specific heat capacity as a function of temperature is shown
in Fig. 9(a). As expected, the absolute value of the specific heat
does not significantly differ from one composition to another.
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Fig.9 (a) Specific heat capacity (C) as a function of temperature, (b) C/
T vs. T2, (c) temperature-dependent thermal conductivity (), and (d)
optical band-gap calculated using UV-visible spectra of entropy-
stabilized Samples, where P1: Zro_zHfo_zTiQ_zMnQ_zceo_ZOZ,é, P2
Zr0.225Hf0.225Tip 225MNg 225C€0.102 5 and ps:
Zrg 2Hfo 2Tig.2MNg 2Ceq 1Tao.0sF€0.0502—s-

The room temperature value, close to 55 J mol~' K™, is very
similar to the value reported for ZrO, (ref. 53) and constitutes
a signature of a large Debye temperature. The Debye tempera-
tures obtained for the present samples are close to 550 K and is
consistent with other reports for ZrO, based systems.** Also, C,,
vs. T data show no anomaly in the whole temperature range.
However, a plot of Cp/T vs. T® at low temperature evidences
a strong upturn below ~14 K (Fig. 9(b)), characteristic of
a Schottky anomaly. This Schottky anomaly could originate
either from the presence of magnetic ions in the compounds,
although no magnetic ordering is expected even at very low
temperature due to the limited concentration of magnetic
elements or to a quadrupole interaction linked to the presence
of 20% to 22.5% of Hf in a distorted environment in the
samples.*

The thermal conductivity (k) studied over a wide range of
temperatures (298 K to 1073 K) for these three entropy-
stabilized fluorite oxides is shown in Fig. 9(c). The
temperature-dependent thermal diffusivity (D) is shown in Fig.
S20.7 At first glance, xk seems to decrease slightly with an
increase in temperature up to 650 K, above which it increases
slowly. However, it should be noted that x has been calculated
using the specific heat capacity from the Dulong-Petit law.
Since the Debye temperatures for these systems are close to
~550 K, there is an overestimation of Cp,, and thus « up to circa
600 K. The thermal conductivity for all three samples is in the
range of 1.42 Wm ' K ' to 1.73 W m ' K" at 298 K and is
significantly lower than the thermal conductivity values of
binary oxides.”® The random distribution of several cations with
different masses and ionic radii results in enhanced scattering
of phonons, which leads to a reduced lattice contribution to the
thermal conductivity. As these materials possess poor electronic
thermal conductivity (due to small electrical conductivity) at

This journal is © The Royal Society of Chemistry 2023
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room temperature, the reduction in phonon thermal conduc-
tivity reduces the total thermal conductivity. The slight upward
increase in « at high temperatures may be due to the increase in
electrical conductivity that enhances the electronic contribution
to the thermal conductivity or due to photon thermal conduc-
tivity as reported recently®® that may also enhance the total
thermal conductivity at higher temperatures. UV-visible spec-
troscopy in diffuse reflectance spectra (DRS) mode was per-
formed at 300 K to find the optical band gap in these entropy-
stabilized samples, as discussed above. The obtained UV-Vis
spectra of all three samples are shown in Fig. S12.f The
optical band gap (assuming a direct band gap) obtained for our
three new entropy-stabilized samples is shown in Fig. 9(a). It is
noted that the optical band gap for Zr, ,Hf,, ,Tip »Ceg 2SN 20, is
3.05 eV (Fig. S11f) and it reduces to 1.72 eV for
Zro ,Hfy 2 Tig,Mng ,Ceg 1 Tg 05F€0.0505_5. This reduction in
band gap from near UV to visible could probably be linked to
the introduction of 3d®> Mn”" ions in these new entropy-
stabilized samples, which could make them promising for
photocatalytic application due to the absorption of wavelength
in the visible region.

IV. Conclusion

This study presents a set of novel entropy-stabilized fluorite
oxides using a combination of diffraction and spectroscopic
techniques. First, we explore that entropy-stabilized fluorite
oxide containing Sn as one of the elements viz. (Zr,,Hf, »Tig»-
Sny.,Ceo.2)0,, (ZrgHfy,Tig2SN0,Mng )0, 5, and (Zrg,Hfy -
Tip SNy Ce1Y0.1)0,_s possess different crystal structures on
the pellet (fluorite: Fm3m) and in bulk/powder (fluorite: Fm3m +
orthorhombic: Phcn). These observations are validated with
structural and microstructural studies. The investigation of the
origin of this peculiar behaviour leads to the design of a new
entropy-stabilized fluorite oxide: (Zry,Hfy,Ceo,SN9,Mny )
0O,_;. This is followed by the synthesis of three new entropy-
stabilized fluorite oxides: Zr, ,Hf, ;Tiy ,Mng,Ceo.205_5, ZI'g 225"
Hf 225Ti0.205MNg 225C€0.102 5, and
Zro,Hf, ,Tip ,Mng ,Cep 1 Tag gsFe0.0505 6.  X-ray  diffraction
pattern followed by Rietveld refinement depict a single-phase
fluorite structure of the surface and bulk, which is further
validated by scanning electron microscopy and energy disper-
sive X-ray spectroscopy analysis. The cyclic heat treatment
reveals a reversible transition of multiple phases to single-
phases below and above the transition temperature respectively
and hence confirms that the thermodynamic stability is domi-
nated by configurational entropy. The thermal conductivity (k)
in these samples is quite low (1.4-1.7 W m ' K ), which is
explained by the enhanced phonon scattering in high-entropy
samples due to high cationic disorder. Impedance spectros-
copy measurements show a thermally activated behavior for all
the entropy-stabilized samples with their activation energies
ranging between 0.3 and 0.4 eV. These novel fluorite oxides have
an optical band gap of 1.6-1.8 eV enabling them to be observed
in visible spectra. Such a lowering of the band gap in these
systems as compared to ZrO,, HfO, or TiO, based rutile oxides
may be ascribed to the presence of high-spin 3d> Mn** ions in

This journal is © The Royal Society of Chemistry 2023
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these entropy-stabilized samples and could make them poten-
tial candidates for photocatalysis applications.
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