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. Abstract.The effect of Ba and Mnsubstitution on the

crystal structure and djelectric properties of BiFeO; has been
. studied using X-ray diffraction at room tem

perature, Rietveld refinement and dielectric properties measurements
technique. Single phase BipgBa, 2Fe. Mn,O; (x= 0.01, 0.05)multiferroics have been synthesized by two stage solid state
reaction method. Rietveld refinement of both the samples revealed thatthe synthesized ceramics exhibit rhombohedral
structure with space group R3c as of parent BiFcO;.The diclectric response of both samples was analyzed in the
frequency range 100 Hz—2 MHz at different temperatures revealing dispersion in dielectric constant (£°) and in dielectric
loss (tand) at lower frequencies. Both £’ and tan § increase with increase of Mn content. t

INTRODUCTION '

Now a day, there has been revival of interest in multiferroics materials in which magnetism and ferroelectricity
exists in single phase. Such materials are relatively rare and interesting due to the physics behind them [1, 2].
Among all muiltiferroic materfals, Bismuth Ferrite has gain so much attention as it is the only known material which
has ferroelectric and antiferromagnetic orders (ferroelecfric Curie temperature Te ~ 1100K and high
antiferromagnetic Neel temperature Ty ~ 640K) well above room temperature. This behavior makes it suitable for
various practical applications like sensors, actuators, memory devices etc.Bilfe(.)g (BFO) has a_rhombohedral!y
distorted perovskite structure with space group R3c in which polar cation (Bi’") is present at A-site and magnetic
cation (Fe**) at B-site with G-type antiferromagnetic order [3-4]. Apart from the posn{ves' BFQ has some prob-lems
as well which are (i) it has spiral spin structure which inhibits the macroscopic magnetization (ii) synthesqs of single
phase BFO (iii) high leakage current and low electrical resistivity [3-?].Many sglutlgns have been Fned up z?.nd
among them ionic substitution is found to be suitable to minimigef these issues. _So in this present \york, substitution
of diamagnetic divalent ion i.e., Ba is done at Bi site and transition metal ion i.e., Mn at Fe site is done and there
structural and dielectric properties has been studied.

EXPERIMENTAL DETAILS

i i ;i d to synthesize the BigsBaooFe.
Conventional two stage solid state reaction method has been employe
Mn,O;(x=0.01, 0.05).The appropriate materials Bi,O3;, BaCO3, Fe;O3, and Mn,O,, (2'99% pure) reagent; were
;aken in stoichiometric ratio, mixed properly and grounded in an agate mf)rtz.u' to obtain a homogenous mixture.
These mixtures were calcined at673 K for 4h at the rate of 5 K /minand grinding was again done for lhour to get

+
Advances in Basic Science (ICABS 2019)
AIP Conf. Proc. 2142, 040027-1-040027-4; https://doi.org/10.1063/1,5122364
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more homogencous minture. Final sintering was camiad out at 1123 K for 4 hours for and cooled ot room
temperature to obtain a single phase peroy skite. Structural Characterization was done by X-ray diffraction at room
remperature, XRD patterns were collected by using RigakuMimiflex-11 diffiactometer with CuK, mdiation (A =
1.54A) in the 20 range from 207 10 807 with the scanming rate of 2% min " at room temperature. Rietveld Refinement
of NRD data has been carried out using FullProf program. The impedance measurement was performed using an
impedance pain phase analyzer (Newton's 4th Ltd.). Diclectric data was recorded in the frequency range of 100 Hz
o 1 M1z and temperature range 313 Ko 623 K.

RESULT AND DISCUSSION

XRD pattern of polyerystalline Big sBagaFey (Mn Oy (x=0.01, and 0.05 and henceforth designated as Mn 01 and
Mn 03 respectively) multiferroies (Figure 1) exhibit single phase perovskite structure with traces of impurity phascs
(BisFe,0u. BinFeOse). Absence of any "extra peak in both the sample indicates that no complete structural’
transtormation takes place.

—— Mn 01
. Mn 05‘
3
s
2
-
s |
! \
g | . i\ N\
R P U \.__....4'\._..__’ K-——‘l\——' e e M 3
.
T T v T T T T
. 10 20 30 40 50 60 * 70 80

20 ( degree)

FIGURE 1.XRD pattems of Bia «Bag2Fer..Mn Oz (x = 0.01, and 0.05) multiferroic samples at room temperature.

In order to analyse the structural properties, the observed XRD patterns of both the samples have been refined
using the Rietveld refinement method by FullProf program. Structure of BigsBag2FeOy has been ascribed to
rhombohedral with space group R3¢ as' reported earlier [4]. The ground state space group does not change with Mn
substitution which is also reported by Yin et al [6]. Therefore Rietveld refinement of Mn01, Mn 05 samples was
performed using same space group i.e. R3¢ and the structural model allow us to reproduce all the observed peaks.

The observed, simulated and difference XRD pattern resulting from refinement are shown in Figure 2.

040027-2
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Figure 2.Obse1:\'ed, calculated and difference of Rietveld refined XRD patterns of
Big sBao 2F€;..Mn,0; (a) x= 0.01, (b) x = 0.05 samples.

The refined parameters are listed in table 1. With increase in the content of Mn, lattice parameters ‘a’, ‘c"and
volume decreased.But ionic radii of Mn>* are same as that of Fe’* i.e. 0.645 A, which normally suggests that there
should be no change in the lattice parameters with increase in the manganese content. But Fe and Mn zre versatile
species with multiple oxidation state,which points towards that Mn exists in Mn**state as also reported earhier [7].

TABLE 1. Refined structural parameters of BipsBao2Fe1.xMn:03 samples only.

Concentration Mn=0.01 Mp=0.05
Crystal Structure Riombhohedral : Rhombhohedral
Lattice paramters a=5.6359A a=5.6314A
¢ =13.6926A c=13.6905A
VvV =376.661A° V =376 457A°
Atomic Positions , Bi/Ba(0, 0,02361) BUBa(0,0,02391)
Fe/Mn (0, 0, 0) Fe/Mn (0, 0, 0)
0 (0.8018, 0.6270, 0.4288) 0(0.7912,0.6053,0.4304)
R-factors R,=4.14 R,=4.81
Ryp =538 Rup=643
' =349 =491 '

L] [ 4

Figure 3 represents the frequency dependence response of dielectric constant (¢) and dielectric loss (tan 8) for
all the ceramics at different temperature. The dielectric constant for all the samples shows dispersion behaviour at
low frequencies, and becomes constant at higher frequencies. Large values of £ at low frequencies may be ascribed
to the interfacial dislocations, oxygen vacancies, grain boundary effect etc., while as frequency is increased the
charge carriers are not able to follow the applied external applied field and so there is a decrease in diclectric
constant. This type of behaviour may be explained on the basis of Maxwell Wagner type interfacial polarization [8-
9]. According to M-W model, the dielectric material is made up of well conducting layer of grains that are separated
by grain boundaries which are highly resistive. At low frequency, grain boundaries have more impact than the grains
and due to this charge accumulate near the boundary causes high dielectric constant. Howsoever at high frequency
grains comes into play which, in turn reduced the probability of hoping conduction mechanism, results in the
decrement in dielectric constant in that region and become constant at high frequency regime [10). Similar behavior
was observed in dielectric loss. At low frequency,grain boundary offered high resistance leads to large energy
dissipation and high value of dielectric loss. On the contrary, at high frequency low resistance is offered by gramns,

causes small value of dielectric loss[8-10].

*
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FIGURE 3.Frequency dependence of real part of dielectric constant (¢') and dielectric foss (tan 3) at inset of BiysBag ;Fe,
xMn,0;3 for (a) x = 0.01, (b) x = 0.05.

As Q1e temperature increases, diclectric constant also increases due to the thermal conduction hopping
mechanism. With increase in concentration of Mn dielectric constant increase appreciably which is the desirable
result.Improvement in dielectric properties may be attributed to the suppression of oxygen vacancies created by the
Slll]bStmﬁ%n {)lf]divalent ion (Ba®") in place of volatile trivalent ion (Bi**) by high valance of Mn ion to neutralise the
charge{10, 11].

*
3

. CONCLUSIONS

*

Biy sBag,Fe, Mn,O0;(x=0.01, 0.05) multiferroics were synthesized by solid state reaction method. XRD pattern
and Rietveld refinement shows thét all the samples are phase pure and crystallized in rhombohedral structdre with
space group R3c. Dispersive behavior of dielectric constant (¢) anddielectric loss (tan 8) is observed at low
frequertcy. Improved dielectric properties are attributed to the suppression of oxygen vacancies by Mn ion.
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Abstract,  BiggollQuaoleo s Ti0 00 multiferroicswas synthesized by method of mixed-oxige route. The
XRD.diclectric properties and magnetic measurements of the compound were Earried out The X-ray structural
analysis - shows mixed phase.Rictveld refinement of the XRD patterns deduce that the found it fit by the mixed
phase setting of thombohedral R3¢ and triclinic P1 space group. The change in crystal structure is attributed to the
distortion of FeOq octahedra due to  replacing o part of B- site Fe ions by Ti ions. Magnetic evaluation were

performed at room temperature up to an external magnetic field of 16kOelt was observed that the Ti co-
dopingshows a significant role for the improving multiferroics propertics.

INTRODUCTION

The materials in which at least two of ferroeleetric, ferromagnetic and ferro-clastic ordering exhibit in the
same phasesimultaneously have been under concentrated study recently [1-2). These materials have greatuse in
the large magneto clectric cffect and have potential application which include information storage, spintronic
devices, sensors cte. BiFcO; (BFO) belongs to this class [3] at room temperature. It is only single phase
fascinating multiferroic material ‘because of its high ferroclectric Curie temperature, (T.=1143+K) and
antiferromagnetic (AFM) Neel temperature (Ty =643K) [3-4]. The simultancous doping of titanium and
lanthanide can enhance together electrical and magnetic properties of BiFeO;.Some other exciting results also
have been reported in literature for BiFcO; when codoped with La and Ti;Dy and Ti[5].In this study, we have

fabricated BiFeO; ceramics with codoping of Ho and Ti and found enhancement in clectrical and magnetic
propertics.

» . . o e
Various attempts have been made by many rescarchers to enhance the multiferroicscharacteristics of BFO by
co-doping at the sites A and B simultancously. As Ho possesses high magnetic moment, so Bi has been

substituted with it in the present work and therefore, co-doped BiFFeOjceramic samples in which doping is done
by Ho at A-site and Ti at B-site.

EXPERIMENTAL DETAILS

L] *

High quality oxide powders of Bi,0;, Ho,0; ,Ti;03 and Fe,0; procured from Sigma Aldrich, their particular
amount in stochiometric ratio was grounded thoroughly with the help of mortar and pestle for 2 hours and then
calcinated for 3 hours at 400°C, The calcinated compound then grounded for 1 hour and sintered for 1 hour at
820°C in an alumina crucible. Structural analysis were performed using X-ray diffraction (XRD) using Rigaku-
Miniflex 11 Desktop X-Ray diffractometer, scanning clectron microscopy. The quality XRD pattern was further
analyzed using a Rietveld refinement and Edper program in FullProf suite software. Micrographs evaluation
were carried’out using JEOL scanning electron microscope (SEM), respectively. Magnetization measurements
were performed at room temperature using vibrating sample magnetometer (VSM) (model Lakeshore,7304).

¢ ’
J ]
: '
i Advances in Busic Science (ICABS 2019) +
AIP Conf. Proc. 2142, 040028-1-040028-3; hitps://doi.org/10.1063/1.5122365
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Fig 1.The Rietveld refined XRD patterns and 1(b) SEM micrographs ofBig.goHoo.20F €9 8o T10 29005 ceramic.

Fig. 1 shows the Rietveld refined XRD spectrums of Big goHog20F€0,30Tio2003 The Rietveld refinement of XRD
pattern was best fitted by the mixed phase assumption including rhombohedral R3¢ (=66.42%) and triclinic P1
(=33.58%). '

The parameters obtained from refinement are summarized in Table L.

-

’ L] .
Table 1. Rietveld refined structural parameters of Bi0.80H00.20Fe0.80Ti0.2003 of XRD.

Fig. 1(b) explain scanning electron micrographs (SEM) of Bio.s0H00.20F€0.30Ti0.2003. The micrographs represent
the dense and uniform morphology of the sample. It signifies that Ti doping suppressesthe growth of
grainsresulting in small grain sizes of highly doped sample reflects in the SEM micrographs. Another possible
reason of decrease in grain sizesis the dissimilarity in the ionic radius of Bi** and Ti**. Earlier studies suggested
that the reduction in the grain size is ascribed to the suppression of oxygen vacancies with the Ti-doping. Since
the motion of oxygen vacancies during the sintering mechanismare responsible forgrowth of grains.Structural
symmetry for (Ni, Co, Cd, Nd, Ho with Ti)«co-doped BFO is summerized in Table 2. ,

TABLE 2.Structural symmetry for (Ni,Co,Cd,Nd,Ho with Ti) co-doped BFO is summerized.

S. No. Compounds Name XRD Structure Aver-age . Reference
Crystallite Size
1. Bi(Ni;,sTi;4Fe1n)0; Orthorhombic Symmetry 28 nm [2]
‘2. Bi(Nig 45 Tio45F€10)0; Tetragonal Symmetry 30 nm [4]
3. Bi(Nio.40Ti0.40F€020)03 Orthorhorhbic Symmetry 36 nm (1]
T4, Bi(Co,4T1)4Fe12)0s Orthorhombic Symmetry | 30 nm 3]
5. Big 9oNdg 10F €0 93Ti0.0703 Triclinic Symmetry - [5]
6. Blo goHOo ﬂoFCo goTi02003 Triclinic+ Orthorhombic 26 nm ‘ Present work
- = Syfmetry
' '
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MAGNETIC ANALYSIS

Pr'cstmc .BFO exhibiting a spatially modulated spin configuration along with G-type antiferromagnetic
ordcrn.'xg whxc}m docs not permitthe resulting net magnetization [2].0n the basis of various reports it is concluded
that Tico-doping at B-site of BFO is very cffective in order to enhance the magnctic propertics of BFO.Fig. 2
shows M-H hysteresis curves of the synthesised sample with a maximum field of +10kQOe at room

'olgmpc_rmurc.'l'hc magnetic parameters calculated from M-/1 loop andscomparison with published report  are
listed in Tablc3

TABLE 3. Comparison between magnetic parametters for co-doping (Ti) BFO. .
S.No. | Compounds Name Magnetic Parameters Reference
Ly Mg(emu/g) Hc(O¢)
1 Bi(NiyTi 4Fe; )0, 0.131 298.98 [2]
2. BI(NIQ JOTiOA(\Fco 20)03 0.363 389 “]
3. Bi(Cou/sTiaFein)On "] 2.66 653.75 (3] :
4. Big zoHog.20Feg 80 T192003 0.144 67.77 Present work
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Fig 2 M-H hysteresis loop recorded at room temperature of Bip goHoo 20Fe0.80Ti0.2003
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Summary

Catalysis by functionalized nanomaterials is the contemporary discipline of

nanoscience which is expanding exceptionally to meet the upcoming global demands
of mankind. Nanocatalysts, being lying at the frontier of homogeneous and
heterogeneous catalysts, offer multiple benefits of atom economy, remarkable
stability, enhanced activity, better selectivity, recoverability, reusability, and energy
efficiency, thereby allowing optimum feedstock utilization and minimal chemical
waste. However, with time, it was diagnosed that some of these very active
nanocatalysts suffer with the limitation of stability causing them to agglomerate

during catalysis, which was later resolved to a great extent by modifying their surface
composition via functionalization. The functionalization of these nanocatalysts with
various biocompatible and active species serving as wea

k ligands not only enhances
their stability and selectivity but also facilitates their easy separation along with

preventing their undue coagulation during catalysis. Besides these, the

functionalization of nanomaterials also has considerable effect reflected in their
structure, morphology, optical, electrical, magnetic, and other properties owing to the
novel theory of quantum effects, enabling a control of their catalytic activity.
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Abstract . N
Catalysis by functionalized nanomaterials is the tbntenﬁporary discipline of nano-
science which is expanding exceptionally to'meet the upcoming global demands
of mankind. Nanocatalysts, being lying at thé frontier of homogeneous and het-
erogeneous catalysts, offersmultiple benefits’of atom economy, remarkable sta-
bility, enhanced activity, better selectivity, recoverability, reusability, and energy
efficiency, thereby allowing optimum feedstock utilization and minimal chemical
waste, However, with time, it was diagnosed that some of these very active nano-
catalysts sufferwith the limitati;on'of stability causing them to agglomerate during
catalysis, which was later resolved to a great extent by modifying their surface
composition via functionalization. The functionalization of these nanocatalysts
with various biocompatible and active species serving as weak ligands not only
enhances their stability and selectivity but also facilitates their easy separation
along with preventing their undue coagulation during catalysis. Besides th.ese, th.e
functionalization of nanomaterials also has considerable effect reflected in their
structure, morphology, optical, electrical, magnetic, and other' properti‘es ovsfir?g to
the novel theory of quantum effects, enabling a control .of their cat-alytlc activity.
This Chapter will cover nanocatalysis, factors affecting catalyu'c per'formance,
different functionalization strategies and application of these functionalized nano-

catalysts in various fields.
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