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Pure and niobium doped bismuth titanate ceramics Bi4Ti3−xNbxO12(Nb − BiT) with x ranging

from 0% to 2% are prepared by sol–gel method. Pellets are sintered by pressureless sinter-

ing  (PLS) and spark plasma sintering (SPS). Raman spectroscopy indicates distortion in the

structure due to the substitution of titanium by niobium. X-ray photoelectron spectroscopy

(XPS)  displays the Nb integration to the bismuth titanate ceramic structure. X-ray diffraction

shows no secondary phases and offers clues about crystallographic texturing due to the SPS

technique. The shape and size of the grains are strongly influenced by the niobium added

to  the system as reported by scanning electron microscopy. Ferroelectric hysteresis loops

exhibit the effect of the niobium and the texturing on the ferroelectric behavior. Higher val-

ues  of remanent polarization are reported for PLS samples. In comparison with PLS, higher

values of the relative permittivity are reported for SPS samples due to the non-homogeneous

incorporation of Nb.

© 2021 SECV. Published by Elsevier España, S.L.U. This is an open access article under the

CC BY-NC-ND license (http://creativecommons.org/licenses/by-nc-nd/4.0/).

Síntesis  y  caracterización  del  titanato  de  bismuto  dopado  con  niobio

r  e  s  u  m  e  n
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El titanato de bismuto puro y dopado con niobio Bi4Ti3−xNbxO12(Nb − BiT), en un rango de x

entre 0 a 2%, es obtenido por el método sol-gel. La densificación de las muestras cerámicas

se  desarrolla por medio de sinterizado tradicional y asistido por arcos eléctricos. La espec-

troscopia Raman reporta evidencia de la distorsión en la estructura debido a la sustitución
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de titanio por niobio. La espectroscopia de fotoelectrones emitidos por rayos X muestra la

integración del niobio en la estructura cerámica de titanato de bismuto. La difracción de

rayos X no muestra fases secundarias y ofrece pistas sobre la textura cristalográfica debido

a  la técnica de sinterizado asistido por arcos eléctricos. La forma y el tamaño de los granos

están fuertemente influidos por el niobio agregado al sistema, según lo reportado por la

microscopia electrónica de barrido. Los lazos de histéresis ferroeléctrica exhiben el efecto

del  niobio y la textura sobre el comportamiento ferroeléctrico. Se reportan valores más

altos  de polarización remanente para muestras obtenidas por sinterizado tradicional. En

comparación con el sinterizado tradicional, las muestras obtenidas por sinterizado asistido

por arcos eléctricos muestran los valores más altos de la permitividad relativa debido a la

distribución no homogénea de la incorporación del niobio.

©  2021 SECV. Publicado por Elsevier España, S.L.U. Este es un artı́culo Open Access bajo

cia C
la  licen

Introduction

Bismuth layer-structured ferroelectrics (BLSFs) are good can-
didates for developing lead-free piezoelectric materials [1–6].
In the BLSFs family, bismuth titanate (BiT) is well known due
to its high dielectric constant, Curie temperature (675 ◦C) (Tc),
anisotropy, and other properties. Therefore, BiT is considered
attractive for high temperature piezoelectric devices, memory
storage and optical displays [2,7,8].

The sol–gel method offers considerable advantages com-
pared to other synthesis techniques, such as: excellent
chemical stoichiometry and a lower crystallization tempera-
ture due to chemical efficiency at the molecular level. Then, a
better solid solution is to be expected in comparison with solid
state reactions [3,9]. Doping BiT to obtain improved properties
is still an issue [10,11]. When doping with sol–gel, better dis-
solution between BiT and dopant has been reported [12,13].
To improve the ferroelectric properties of BiT, ion substitu-
tions with other cations like niobium and lanthanum have
been investigated [14–17]. It has been shown that doping with
donor cations like Nb in the Ti position (Nb .

Ti) decreases electri-
cal conductivity and improves ferroelectric and piezoelectric
properties of BiT ceramics [2,18]. Dopped BiT has also reached
other field like luminescence when doping with ytterbium and
holmium [19].

The application of sintering techniques plays an impor-
tant role in the improvement of BiT ceramic properties [6].
Spark plasma sintering (SPS) has been proven to be an efficient
technique to control ceramic structures [20–24]. Bi2/3Cu3Ti4O12

has been successfully sintered by electric field-assisted flash
sintering [22]. An effective characterization method is also
important to study dopped BiT ceramics. In the literature,
the most used techniques capable of providing information
about doping are Raman spectroscopy and X-ray photoelec-
tron spectroscopy (XPS). These techniques have provided
useful information to characterize Bi4Ti3O12-based ferro-
electric polycrystalline ceramics [23] and lanthanum-doped
strontium bismuth titanate [24]. A compendium for Raman
phonon modes frequencies for bismuth titanate is reported
by Mukhortov et al. [25].
Please cite this article in press as: G. Hernández-Cuevas, et al., Synthesis a
Cerám. Vidr. (2022), https://doi.org/10.1016/j.bsecv.2021.12.002

In the present work, niobium doped bismuth titanate
ceramic is investigated Bi4Ti3−xNbxO12(Nb − BiT) with x rang-
ing from 0% to 2%. The experimental procedure is devoted to
C BY-NC-ND (http://creativecommons.org/licenses/by-nc-nd/4.0/).

describing the sol–gel process, sintering, and characterization.
The discussion of results is divided into three subsections. Nb
incorporation to the ceramic structure is carefully revised try-
ing to find new insights to better understand the role of Nb at
the atomic level. Grain morphology and evidence of crystallo-
graphic texture are analyzed. Special attention is focused on
SPS samples of Nb-doped BiT. Finally, the ferroelectric hystere-
sis loop and the dielectric permittivity are also investigated.

Experimental  procedure

Nitrate penta-hydrated bismuth
(Bi(NO3)3 · 5H2O, Alfa Aesar, 98% purity) are mixed with
acetic acid (CH3COOH, JT Baker, 99% purity) with a molar
ratio equal to 1:3. During magnetic stirring, deionized
water (H2O, 99% purity) is added with a molar ratio
of Bi : H2O = 1 : 6. Separately, titanium isopropoxide
(TiO4C12H28, Alfa Aesar, 97% purity) is poured on 2-
methoxyethanol (C3H8O2, Alfa Aesar, 99% purity) with a
molar ratio of 1:30 [26].

Next, the solutions are mixed in one beaker and mag-
netic stirrer for 30 min  at 40 ◦C. Following this, acetylacetone
(C5H8O2, Sigma Aldrich, 99% purity) is added and stirred
magnetically for 30 min. The solution is then allowed to rest
for 18 h at room temperature (RT) without magnetic stirring,
followed by a further 40 h of magnetic stirring; gelation takes
place, and the gel is aged for 48 h. Finally, the gel is dried
at 150 ◦C for 24 h to obtain a powder, which is subjected
to grinding in a traditional mortar and pestle, before being
calcined at 750 ◦C for 4 h to obtain bismuth titanate crys-
tal phase. For the case of niobium doped system, niobium
chloride (NbCl5, Alfa Aesar, 99.95% purity) is poured into the
glass with 2-methoxyethanol (C3H8O2) on the magnetic stirrer
for 7 min  before pouring titanium isopropoxide (TiO4C12H28).
The molar ratio of the dopant with respect to titanium con-
tributor is defined by the formula Bi4Ti3−xNbxO12, wherein the
criterion for doping system is 0.5%, 1%, 1.5% and 2 mol% of
niobium [27].

The powder compact pellets are sintered by pressureless
nd characterization of niobium doped bismuth titanate, Bol. Soc. Esp.

sintering (PLS) and spark plasma sintering (SPS). The green
pellets made to be sintered by PLS are pressed at 35 MPa.  They
are sintered at 1000 ◦C for 8 h. The SPS samples are carried out
using 1.4 g of powder, applying 500 A, pulse switch on/off 12/2,
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ig. 1 – XRD patterns of Nb-doped bismuth titanate ceramics
he peak positions of the ceramic powders patterns exactly

nd 5 kN load. The crystal structure and morphology of the
owders and pellets are analyzed by X-ray diffraction (XRD) in

 PANalytical X’Pert PRO. Raman spectroscopy is performed by
ITec Focus Innovation. The morphology and the size of parti-

les and grains are analyzed by scanning electron microscopy
SEM) in a JEOL JSM 7000F (JEOL Tokyo, Japan). Additionally,
article and grain size are statistically measured with freely
vailable software ImageJ by taking a micrograph obtained
ith 2000× magnification, which allowed for the counting of

round 100 particles or grains. To analyze morphology, higher
agnifications of 20,000 micrographs are taken. XPS analysis

s carried out using an ESCALAB 250Xi Thermo Scientific spec-
rometer with a monochromatic Al K� anode (1486.7 eV) with

 resolution of 0.45 eV. Crystallite size is estimated with Scher-
er’s formula, relative density is obtained with Archimedes

ethod, ferroelectric hysteresis loops are analyzed using
5 kV/cm over pellets with precision ferroelectric tester sys-
em by Radiant Technologies Inc.

esults  and  discussion

owder  characterization

iobium doped bismuth titanate Bi4Ti3−xNbxO12(Nb − BiT)
s obtained with Nb added quantities in the range of x

rom 0% to 2%. The obtained powders are free of secondary
hases as observed in the XRD patterns (reference pat-
ern: pdf 01-073-2181), see Fig. 1. This is an expected result
ecause Ambriz-Vargas et al. [27] report that BiT can be
Please cite this article in press as: G. Hernández-Cuevas, et al., Synthesis an
Cerám. Vidr. (2022), https://doi.org/10.1016/j.bsecv.2021.12.002

opped with Niobium up to x = 2%.  The compounds have an
rthorhombic crystal system [12,26] with space group Fmmm
nd the lattice parameters are a = 5.4100 Å , b = 5.4480 Å
nd c = 32.8400 Å . The XRD patterns are congruent with the
ders in the range of x equal to 0.0, 0.5, 1.0, 1.5, and 2.0.
ch  the database pattern 01-073-2181.

existence of perovskite structure in agreement with other
investigations [14,15].

It is found that the crystallite size is influenced by the
Nb dopant concentration, i.e., for x equals to 0.0, 0.5, 1.0, 1.5
and 2.0, the corresponding crystallite size is 101.82, 181.57,
140.60, 99.19, and 88.15 nm,  respectively. The crystallite size
increases from x = 0.0 to x = 0.5. Thus, as the Nb  dopant
further increases, the crystallite size decreases. The set of
micrographs with their corresponding histograms for particle
size (see, Fig. 2) shows the powder morphology and parti-
cle size. As usual in sol–gel, nanoparticles agglomerates are
obtained. For x = 0, nearly spherical particles can be observed
with grain size equal to 245 ± 74 nm (see Fig. 2a). Then, for
x = 0.5, plate-like morphology is perceived with the larger
dimension equal to 560 ± 182 nm (see Fig. 2b). In the cases of
x equal to 1.0, 1.5, 2.0 (see Fig. 2c–e), the grain size shows a
tendency to decrease [28–30] as can be seen for the grain sizes
values 372 ± 124, 236 ± 179, and 266 ± 99 nm,  respectively. It is
probable that a fraction of the Nb atoms is located at the grain
boundaries of the particle agglomerates, pinning them and
avoiding boundaries displacement and grain growth [31,32].

Fig. 3 shows the Raman spectra of bismuth titanate pow-
ders with different Nb dopant concentrations. According to
previous investigations [12,29,30], significant changes mainly
in modes 328, 359, and 571 cm−1 can be attributed to dis-
tortions in the structure due to the substitution of titanium
by niobium in the TiO6 octahedral complexes [14,18,27,31,33].
In addition, the 89 and 120 cm−1 modes are changing with
Nb concentration due to the undergoing modifications in the
octahedron and the influence on the bismuth–oxygen links.
The 229 cm−1 mode is related to the vibration of O Ti O,

−1
d characterization of niobium doped bismuth titanate, Bol. Soc. Esp.

and the 270 cm mode describes the torsional vibration of
Ti O within the octahedron TiO6 [34]. The modes 538, 616 and
853 cm−1 are connected to the high energy that exists in the
bending vibrations within the octahedron TiO6 [34], the 571

https://doi.org/10.1016/j.bsecv.2021.12.002
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Fig. 2 – SEM images of Nb-doped bismuth titanate ceramics powders (a) x = 0.0, (b) x = 0.5, (c) x = 1.0, (d) x = 1.5, and (e)

x = 2.0.

and 853 cm−1 modes match the stretching vibrational modes
O Ti O [30,32], and the 270, 538 and 853 cm−1 modes indicate
the presence of a perovskite structure [35–37]. The 229 cm−1

mode exhibits a widening with the increase of Nb concen-
tration due to titanium substitution [14,18,27]. Finally, for the
modes 89 and 120 cm−1, the peaks become wider as the con-
centration of Nb increases, this is due to the influence of the
distorted octahedron and the bismuth–oxygen links [18].

Fig. 4 shows XPS measurements. Nb 3d, O 1s, Ti 2p, and Bi 4f
core levels are obtained for x equal to 1.0, 1.5 and 2.0 powders.
O 1s is used for aligning all spectra. The signal in Fig. 4a is
attributed to four peaks associated with Ti O at 529.5 eV, Bi O
at 530.8 eV, Nb O at 531.8 eV (Nb was bonded as Ti substitution
due to orthorhombic structure) [38,39], and C O or oxygen that
is absorbed by the surface at 533 eV. The Bi 4f (Fig. 4b) presents
two signals. The first signal at 158.9 eV is related to bismuth at
the perovskite orthorhombic structure, and the second one at
159.8 eV is connected to bismuth oxide due to bismuth layered
Please cite this article in press as: G. Hernández-Cuevas, et al., Synthesis a
Cerám. Vidr. (2022), https://doi.org/10.1016/j.bsecv.2021.12.002

structure. In Fig. 4c, Ti 2p has four signals (453.6, 457.7, 458
and 462.2 eV) associated to titanium signal as Ti1+, Ti2+, Ti3+

and Ti4+, respectively, and two more  related to Bi 4d3/2 (462.9,
465.8 eV). These last two can be correlated to bismuth oxide in
the bismuth layered structure. The Ti4+ signal decreases due
to substitution by Nb3+ at the titanium atoms position. The
two Bi 4d signals are associated to the bismuth of the titanate
structure and bismuth oxide which are also presented in Bi 4f
core level. The Nb 3d signal (Fig. 4d) tends to increase with the
Nb doping until x = 1.5, whereas for x = 2.0 the peak intensity
decreases.

Raman spectroscopy and XPS measurements can be
employed for analyzing the Nb incorporation to the bismuth
titanate crystal lattice. A relation is observed for the Ti4+, Nb
3d signals, and the Raman 229 cm−1 mode. For these three
cases, it is not straightforward to attribute a defined ten-
dency for the peak behavior [12]. For x from 0 to 1.5, the
Ti4+, Nb 3d signals increase and the 229 cm−1 mode intensity
decreases. Further, for x from 1.5 to 2.0, the opposite behav-
ior can be observed, i.e., the Ti4+, Nb 3d signals decrease and
the 229 cm−1 mode intensity increases. This behavior can be
nd characterization of niobium doped bismuth titanate, Bol. Soc. Esp.

attributed to a Nb solid solubility limit in the Bismuth Titanate
(BiT) lattice or a change in the thermodynamic equilibrium for
x = 1.5.

https://doi.org/10.1016/j.bsecv.2021.12.002
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Fig. 3 – Raman spectra of Nb-doped bismuth titanate ceramics powders at different concentrations in the range of x equal to
0.0, 0.5, 1.0, 1.5, and 2.0.

Fig. 4 – XPS spectra in the O 1s (a), Bi 4f (b), Ti 2p (c), and Nb 3d (d) region for Nb-doped bismuth titanate ceramics powder
w

n
x
a
i

ith 0.0 ≤ x ≤ 2.0.

Additionally, for x from 0 to 1.5, a major part of the added
iobium tends to incorporate into the BiT solid network. As
Please cite this article in press as: G. Hernández-Cuevas, et al., Synthesis an
Cerám. Vidr. (2022), https://doi.org/10.1016/j.bsecv.2021.12.002

 increases from 1.5 to 2.0, the fall in the Ti4+, Nb 3d signals
llows the authors to conclude that Nb atoms cannot dissolve
n the BiT network with the increase of x values. In fact, for
x equal to 1.0, 1.5 and 2.0, Nb contents are detected as 1.97%,
1.83%, and 1% respectively. Nb atoms are also expected to be
d characterization of niobium doped bismuth titanate, Bol. Soc. Esp.

incorporated to the grain boundaries. As x increases from 0.5
to 2.0, the grain size decreases because of the Nb pinning effect
mentioned above.

https://doi.org/10.1016/j.bsecv.2021.12.002
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Fig. 5 – XRD patterns of Nb-doped bismuth titanate ceramics powders sintered by PLS (up) and SPS (down) in the range of x
equal to 0.0, 0.5, 1.0, 1.5, and 2.0.

In summary, the authors determine that there is a thermo-
dynamic competition between Nb solubility in the BiT network
and the Nb incorporation to grain boundaries. The solubility is
favored for x < 1.5, whereas the grain boundary incorporation
is favored for x > 1.5.
Please cite this article in press as: G. Hernández-Cuevas, et al., Synthesis a
Cerám. Vidr. (2022), https://doi.org/10.1016/j.bsecv.2021.12.002

Sintering  characterization

Fig. 5 shows the set of XRD patterns for PLS and SPS sintered
pellets. For PLS, a change in the peak intensity is observed
which can be attributed to a change in the crystallographic
texture [14] as the Niobium concentrations change. This
phenomenon is a result of particle accommodation which
takes place during uniaxial pressing of the green body, and
the plate-like morphology that develops during sintering. The
PLS sample x = 0.0 shows strong diffraction peaks from [001]
planes in the peaks: (006), (008), (0014), (220), and (1 1 21); while
nd characterization of niobium doped bismuth titanate, Bol. Soc. Esp.

the patterns for PLS with x equal to 0.5, 1, 1.5, and 2.0 of Nb
concentration show a weak [001] peaks. Similar results have
been previously reported in Ref. [40]. The crystallite size is

https://doi.org/10.1016/j.bsecv.2021.12.002
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Fig. 6 – SEM images (above) and grain size histograms (bellow) for Nb-doped bismuth titanate specimens sintered by PLS (a)
x
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f
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p
(
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r
t
l
a

 = 0.0, (b) x = 0.5, (c) x = 1.0, (d) x = 1.5, and (e) x = 2.0.

nfluenced by the dopant level, i.e., for x equal to 0.0, 0.5,
.0, 1.5, and 2.0, the corresponding crystallite size is 126.26,
05.52, 135.53, 205.36, and 90.12 nm,  respectively. Therefore,
he crystalline structure of the PLS samples is affected by the
b doping.

XRD patterns for SPS pellets show crystallographic tex-
ure for almost all samples. This effect can be clearly seen
or x between 0.0 and 1.0. The patterns show strong diffrac-
ion peaks from [001] planes as follows: for x = 0.0, preferred
eaks orientation can be seen for (006) and (0 0 16); for x = 0.5,
he preferred oriented peaks are (006), (008), (0 0 14), and (0 0
6); for x = 1.0, we  see peaks (006), (0 0 14) and (220) preferred
riented. In addition, in a lesser measure, preferred oriented
eaks can also be observed for x = 1.5 (0 0 14) and for x = 2.0

0 0 16).
On the other hand, it is observed that the crystallite sizes

n the SPS pellets are 90, 105.50, 90, 70, and 65.5 nm for x equal
o 0.0, 0.5, 1.0, 1.5, and 2.0, respectively. The pattern for the PLS
Please cite this article in press as: G. Hernández-Cuevas, et al., Synthesis an
Cerám. Vidr. (2022), https://doi.org/10.1016/j.bsecv.2021.12.002

eveal a strong texture in planes [001] when x = 0.0, whereas
he patterns for the PLS for x equal to 0.5, 1.0, 1.5, and 2.0 shows
ess orientation in [001] planes. The SPS for x equal to 1.0, 1.5,
nd 2.0 shows less orientation in [001] planes than the SPS
for x = 0.0 and x = 0.5. The XRD patterns of PLS and SPS when
x = 0.0, and the pattern of SPS when x = 0.5 exhibit strongly
enhanced [001] peaks which indicate the c-axis is perpendic-
ular to perovskite-like layers in the BiT [40].

Figs. 6 and 7 illustrate representative SEM micrographs
with the related grain size histogram for PLS and SPS sintered
ceramics, respectively. For both cases, x runs from 0.0% to 2.0%.
Table 1 reports the mean grain size and the standard deviation
for the above-mentioned samples. It can be observed the dif-
ference in the grain sizes between the PLS and SPS specimens.
As a tendency, PLS particle sizes are larger than SPS ones. This
result can be attributed to the fact that, for PLS, the larger firing
time and higher temperature promotes grain growth, whereas,
for SPS specimens, temperature rise has a slight effect on the
microstructure due to the high heating rate and short dwelling
time of the process [41,42]. As can be observed in Table 1, grain
size decreases as the Niobium dopant concentration increases
for PLS. On the other side, for SPS, mean grain size increases
d characterization of niobium doped bismuth titanate, Bol. Soc. Esp.

from x = 0.0 to x = 0.1, and as x further increases, mean grain
size decreases.

The grain morphology is strongly influenced by the Nb
dopant concentration. Plate-like morphology is obtained for

https://doi.org/10.1016/j.bsecv.2021.12.002
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Fig. 7 – SEM images (above) and grain size histograms (bellow) for Nb-doped bismuth titanate specimens sintered by SPS (a)
x = 0.0, (b) x = 0.5, (c) x = 1.0, (d) x = 1.5, and (e) x = 2.0.

Table 1 – Mean grain size and standard deviation for sintered samples obtained by PLS and SPS as a function of the
dopant concentration x.

Sample PLS (�m) SPS (�m)

Mean SD Mean SD

x = 0.0 5.079  2.072 0.898 0.498
x = 0.5 4.525 2.224 2.203 1.395
x = 1.0 2.218 0.800 1.434 0.656

0.76
0.34
x = 1.5 1.760 

x = 2.0 0.857 

most of the PLS (Fig. 6a–d) and SPS (Fig. 7a–d) samples and it
can be connected to preferential direction during grain growth
because of the bismuth titanate crystal structure. The plate-
like morphology is usual for the Aurivillius phase structure
[43,44].

Herein, for x = 2.0, it can be observed that grain morphol-
ogy has almost achieved a round-like shape for both PLS
and SPS techniques. This result seems to be not very com-
mon  in what have been reported up today. Most of Aurivillius
Please cite this article in press as: G. Hernández-Cuevas, et al., Synthesis a
Cerám. Vidr. (2022), https://doi.org/10.1016/j.bsecv.2021.12.002

phases keep its plate-like morphology even with dopants
[10,11,43,45]. Therefore, grain growth inhibition during sinter-
ing of Nb-BiT influences the grain morphology. As previously
1 0.718 0.254
8 0.478 0.217

mentioned, the pinning effect of Nb at the grain boundary is
supposed to inhibit grain growth.

In Fig. 7, the SPS micrographs show the grain morphology
behavior with Nb doping is quite similar to the one obtained
for sol-gel synthesized particles (Fig. 2). This is an expected
result considering that SPS is a fast technique where the lim-
ited time frame nearly keeps the morphology of the starting
powders. Besides, it can be observed that the formation of par-
ticle neck and the low porosity. In fact, the relative density
nd characterization of niobium doped bismuth titanate, Bol. Soc. Esp.

of almost 100% is reached. The relative densities of the SPS
pellets are 100% for x = 0.0 (Fig. 7a), x = 0.5 (Fig. 7b), x = 1.0
(Fig. 7c), and x = 1.5 (Fig. 7d), and it is 98.66% for x = 2.0 (Fig. 7e).

https://doi.org/10.1016/j.bsecv.2021.12.002


ARTICLE IN PRESSBSECV-322; No. of Pages 13

b o l e t í n d e l a s o c i e d a d e s p a ñ o l a d e c e r á m i c a y v i d r i o x x x (2 0 2 2) xxx–xxx 9

F  of SP
1 eren

H
n
d
s
a

F

T
p
T
o
F
g
R
d
p
a
r
t
t

2
a
s

ig. 8 – Hysteresis loops of (a) and (b) PLS specimens and (c)
.5. and 2.0 are shown separately again due to the scale diff

ence, we  can conclude that the Nb dopant effect is domi-
ant for both sintering techniques. In addition, for PLS, lower
ensity values are reached. For PLS pellets, the relative den-
ity values 90.93%, 91.59%, 94.84%, 92.79%, and 90.68% were
chieved for x equal to 0.0, 0.5, 1.0, 1.5, and 2.0, respectively.

erroelectric  and  dielectric  properties

he set of PLS hysteresis loops (P–E loops) in the Fig. 8a dis-
lays a higher ferroelectric response than the SPS (Fig. 8b).
his can be possible because the crystallographic texture [46]
f the SPS samples favors the (001) directions (c-axis) [47] (see,
ig. 5). The polarization in BiT develops along the crystallo-
raphic directions (100) and (010) (a–b axes) as reported in
ef. [47]. Therefore, crystallographic texture with preferred
istribution along the axial direction is not expected to favor
olarization [34,37]. Hysteresis loops are measured along the
xial direction. On the other side, PLS samples show a more
andom crystallographic texture (Fig. 5) giving more  chances
o have crystal directions (100) and (010) to be oriented along
he sample axial direction.
Please cite this article in press as: G. Hernández-Cuevas, et al., Synthesis an
Cerám. Vidr. (2022), https://doi.org/10.1016/j.bsecv.2021.12.002

As can be seen in Fig. 8, the loops of all PLS (except for x =
.0) and SPS samples show sloped and elliptic behavior char-
cteristic of polycrystalline soft ferroelectric materials with
mall coercivity and higher contribution of the dipolar polar-
S specimens. For PLS techniques, the samples x = 0.0, 1.0,
ce with x = 0.5.

ization (linear contribution) with respect to those contribution
of the orientation polarization (no linear) due to spontaneous
polarization. Moreover, these samples do not show loss by
dielectric or conductivity phenomena (see below). Table 2
shows the maximum values for polarization (Pmax) at max-
imum applied electric field (Emax) for PLS and SPS samples.
In addition, the values of the coercive electric field (Ec) and
remanent polarization (Pr) are reported. From Table 2, it can be
observed that the values for coercive field experiences wider
changes for PLS than for SPS samples. As has been already
mentioned, PLS process takes longer time than SPS, then, the
effect of the dopant concentration has a larger time frame to
induce a more  pronounced difference in the microstructure
for PLS samples (Fig. 6) than those of the SPS samples (Fig. 7).
A similar picture can be noticed for Pmax, and Pr. It is worthy to
mention that this tendency is especially pronounced for the
remanent polarization since that Pr values exhibit a higher
sensitivity to the Nb doping level. In addition, it can be noted,
that there are no significant changes in the Pmax, and Pr values
with Nb doping for SPS samples with respect to undoped SPS
sample. Whereas an increase of Pmax with the increase of
the Nb concentration is observed for the PLS samples and
d characterization of niobium doped bismuth titanate, Bol. Soc. Esp.

the noticeable increase for x = 0.5 is ascribed to its higher
grain size discussed above. Moreover, the P-E loop of the
PLS sample for x = 2.0 exhibits significantly higher coercivity

https://doi.org/10.1016/j.bsecv.2021.12.002
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Table 2 – Values of the maximum polarization (Pmax), coercive field (Ec), and remanent polarization (Pr) obtained from the
P–E loops for all PLS and SPS specimens.

Sample Pmax (�C/cm2) Emax (kV/cm) Ec (kV/cm) Pr (�C/cm2)

SPS x = 0.0 1.0409 25.5453 1.8981 0.0726
x = 0.5 1.0796 24.9736 3.1951 0.1215
x = 1.0 1.0938 24.9721 4.3382 0.1939
x = 1.5 1.1285 24.9498 3.9746 0.1857
x = 2.0 0.6857 25.0012 2.6910 0.0767

PLS x = 0.0 1.0488 25.1971 3.2754 0.2368
x = 0.5 4.7952 25.0294 4.0670 0.8283
x = 1.0 1.7910 24.7620 5.2316 0.3903
x = 1.5 1.6772 24.5440 5.5824 0.3824
x = 2.0 2.0216 25.0244 13.3780 1.3182

Fig. 9 – Relative permittivity and loss tangent (at 0.5 MHz) as a function of temperature for PLS ((a) and (c)) and SPS ((b) and
(d)) specimens, respectively. In (c), the loss tangent values for x = 0.0 are described by the left axis scale, while for doped

samples are described by the right axis scale.

and remanent polarization. However, the loop shows a small
decrease of the maximum polarization at the higher values of
the applied electric field (>20 kV/cm) which can be due both by
dielectric loss and/or conductivity along the grain boundaries.

Finally, Fig. 9 shows the relative permittivity (εr) and the
loss tangent (tan(ı)) behaviors obtained at 0.5 MHz as function
of temperature for PLS (Fig. 9a and c) and SPS (Fig. 9b and d)
samples, respectively. Table 3 reports the room temperature
(RT) relative permittivity and Curie temperature (TC) values. It
can be noted that the ferroelectric-paraelectric phase transi-
tion it characterized by TC values very closed to those of 675 ◦C
reported for undoped BiT [6]. However, opposite to ferroelec-
Please cite this article in press as: G. Hernández-Cuevas, et al., Synthesis a
Cerám. Vidr. (2022), https://doi.org/10.1016/j.bsecv.2021.12.002

tric behavior, there are significant differences between the PLS
and SPS samples. As can be seen, the εr values at RT for the
SPS samples are higher than those of the PLS samples, for all
compositions, while at TC the maximum values of εr (εMAX
r ) for

the Nb doped SPS samples are surprisingly higher. Especially,
it can be illustrated an increase of the εr with the increase
of Nb concentration, when x = 2.0. Such high values for the
εr can be ascribed to a growth of nanoregions with different
composition, promoted by the non-homogeneous incorpora-
tion of Nb due to SPS procedure, which can be related with the
widening, position shifting, and relative intensity changes of
the peaks observed in the XRD patterns of the SPS samples
(Fig. 5) respect to those of the PLS samples.

Regarding dielectric loss, it can be noted that all doped
PLS samples exhibit very low loss tangent values respect to
nd characterization of niobium doped bismuth titanate, Bol. Soc. Esp.

undoped BiT sample (Fig. 9c and Table 3), showing good ther-
mal  stability at temperatures below of 400 ◦C. Such low values
are characteristic of ceramic ferroelectric materials as BaTiO3

https://doi.org/10.1016/j.bsecv.2021.12.002
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Table 3 – Values of the relative permittivity (εr) and loss tangent (tan(ı)) at room temperature (RT), Curie temperature (Tc),
and the maximum relative permittivity (εMAX

r ) at TC for the PLS and SPS specimens, obtained at 0.5 MHz.

Sample εr at RT tan(ı) at RT TC (◦C) εMAX
r

at TC

SPS x = 0.0 1203 0.0100 674 5726
x = 0.5 641 0.1495 676 14,521
x = 1.0 2118 0.0098 672 11,198
x = 1.5 2240 0.0127 666 15,314
x = 2.0 649 0.1499 700 38,013

PLS x = 0.0 637 0.0657 672 5389
x = 0.5 147 0.0096 682 253
x = 1.0 348 0.0158 673 1328
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x = 2.0 446 

nd are in good correspondence with the P–E measurements
iscussed above. The SPS samples for x = 1.0 and x = 1.5

Fig. 9d and Table 3) exhibit similar loss tangent values and
emperature behavior respect to those of PLS samples; while,
or x = 0.5 and x = 2.0 the loss tangent values shows a peak
ear T = 200 ◦C in correspondence with the hump observed

n the εr behavior near T = 300 ◦C which can be associated to
elaxation process related to a ferroelectric–ferroelectric tran-
itions.

On the other hand, the peaks observed for SPS samples
n the high temperature region (Fig. 9d) have been attributed
o different causes, such as vacancies equilibrating charge
istribution, non-Debye type relaxation, and ferroelectric-
erroelectric or ferroelectric-paraelectric phase transitions
48–50]. The last one is more  frequently reported when more
han one ferroelectric phase or nanoregions with different
ompositions are presented due to non-homogeneous incor-
oration of Nb promoted by the SPS procedure. Moreover,
arick et al. [51] report an abrupt change in the dielectric con-
tant slope for (Na0.5Bi0.5)TiO3 near the Curie temperature,
ttributed to a ferroelectric to antiferroelectric phase transi-
ion.

onclusions

iobium doped bismuth titanate Bi4Ti3−xNbxO12 with 0.0 ≤
 ≤ 2.0 are synthesized by sol-gel and sintered with pressure-
ess sintering (PLS) and spark plasma sintering (SPS). The Nb
ncorporation is an issue of great interest. According to Raman
nd XPS results, we  can conclude that, thermodynamically,
here is a competition of Niobium atoms to incorporate either
o the bismuth titanate crystal lattice or to the grain bound-
ries. The solid solution must be dominant when 0.5 ≤ x ≤ 1.5
nd the Nb atoms positioning at grain boundaries becomes

 more  possible fact when 1.5 ≤ x ≤ 2.0. Nb pinning effect at
rain boundary induces grain size decrease when 0.5 ≤ x ≤ 2.0.

he crystallite size decreases for powders PLS and SPS samples
hen the dopant concentration increase. The SPS sintered

hows preferential texturing on the plane c or (001) direc-
ion where polarization is not favored. Raman spectroscopy
llustrated distortion in the crystal structure due to Niobium.
Please cite this article in press as: G. Hernández-Cuevas, et al., Synthesis an
Cerám. Vidr. (2022), https://doi.org/10.1016/j.bsecv.2021.12.002

erroelectric hysteresis loops show that the PLS pellets have
 higher ferroelectric response than SPS. Remanent polariza-
ion is reported to be especially sensitive to the Nb doping
nd the sintering conditions. In comparison with PLS, the SPS
0.0177 668 3193
0.0247 668 1955

samples exhibit higher relative permittivity associated with
structural changes due the non-homogenous distribution of
the Nb incorporation.
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Gómez-Yáñez, Point-defect chemistry on the polarization
behavior of niobium doped bismuth titanate, J. Mex. Chem.
Soc. 61 (2017) 317–325.

[28] A.Z. Simões, E.C. Aguiar, A. Ries, E. Longo, J.A. Varela,
Niobium doped Bi4Ti3O12 ceramics obtained by the
polymeric precursor method, Mater. Lett. 61 (2007) 588–591,
http://dx.doi.org/10.1016/j.matlet.2006.05.014.

[29] J.K. Kim, J. Kim, T.K. Song, S.S. Kim, Effects of niobium doping
on microstructures and ferroelectric properties of bismuth
titanate ferroelectric thin films, Thin Solid Films 419 (2002)
225–229, http://dx.doi.org/10.1016/S0040-6090(02)00550-3.

[30] S.-H. Hong, S. Trolier-McKinstry, G.L. Messing, Dielectric and
electromechanical properties of textured niobium-doped
bismuth titanate ceramics, J. Am. Ceram. Soc. 83 (2000)
113–118,
http://dx.doi.org/10.1111/j.1151-2916.2000.tb01157.x.

[31] B.J. Rodriguez, Y.H. Chu, R.S. Ramesh, V. Kalinin, Ferroelectric
domain wall pinning at a bicrystal grain boundary in
bismuth ferrite, Appl. Phys. Lett. 93 (2008) 142901,
http://dx.doi.org/10.1063/1.2993327.

[32] D. Chen, T. Ghoneim, Y. Kulkarni, Effect of pinning particles
on  grain boundary motion from interface random walk,
Appl. Phys. Lett. 111 (2017) 161606,
http://dx.doi.org/10.1063/1.4986294.

[33] S. Kojima, A. Hushur, F. Jiang, S. Hamazaki, M. Takashige,
M.-S. Jang, S. Shimada, Crystallization of amorphous
bismuth titanate, J. Non. Cryst. Solids. 293–295 (2001)
250–254, http://dx.doi.org/10.1016/S0022-3093(01)00828-6.

[34] N. Abinnas, P. Baskaran, S. Harish, R.S. Ganesh, M.
Navaneethan, K.D. Nisha, S. Ponnusamy, C.
Muthamizhchelvan, H. Ikeda, Y. Hayakawa, 0.8 V
nanogenerator for mechanical energy harvesting using
bismuth titanate–PDMS nanocomposite, Appl. Surf. Sci. 418
(2017) 362–368,
http://dx.doi.org/10.1016/j.apsusc.2016.12.197.

[35] W.L. Liu, H.R. Xia, H. Han, X.Q. Wang, Synthesis and
structure of bismuth titanate nanopowders prepared by
metalorganic decomposition method, J. Mater. Sci. 40 (2005)
1827–1829, http://dx.doi.org/10.1007/s10853-005-0704-x.

[36]  A.E. Nogueira, E. Longo, E.R. Leite, E.R. Camargo, Synthesis
and photocatalytic properties of bismuth titanate with
different structures via oxidant peroxo method (OPM), J.
Colloid Interface Sci. 415 (2014) 89–94,
nd characterization of niobium doped bismuth titanate, Bol. Soc. Esp.

http://dx.doi.org/10.1016/j.jcis.2013.10.010.
[37] Y. Zang, D. Xie, Y. Chen, X. Wu, G. Li, D. Plant, Tuning the

structural and optical properties of bismuth titanate by

https://doi.org/10.1016/j.bsecv.2021.12.002
dx.doi.org/10.1111/j.1151-2916.1998.tb02764.x
dx.doi.org/10.1016/j.ssi.2020.115270
dx.doi.org/10.1016/j.jeurceramsoc.2019.01.042
dx.doi.org/10.1016/j.jeurceramsoc.2018.12.061
dx.doi.org/10.1111/j.1551-2916.2007.01548.x
dx.doi.org/10.1016/j.jallcom.2009.12.104
dx.doi.org/10.1111/j.1551-2916.2012.05234.x
dx.doi.org/10.1007/s12034-017-1387-z
dx.doi.org/10.2298/SOS1702107A
dx.doi.org/10.1016/j.materresbull.2012.04.069
dx.doi.org/10.1111/j.1151-2916.2000.tb01229.x
dx.doi.org/10.1021/acs.inorgchem.0c02015
dx.doi.org/10.1007/s00339-017-1267-9
dx.doi.org/10.1016/j.jeurceramsoc.2016.12.016
dx.doi.org/10.1016/j.jeurceramsoc.2020.04.053
dx.doi.org/10.1016/j.jeurceramsoc.2020.04.053
dx.doi.org/10.1038/s41598-017-03266-y
dx.doi.org/10.1016/j.actamat.2005.03.020
dx.doi.org/10.1088/1361-6463/ab4bf6
dx.doi.org/10.1063/1.4872676
dx.doi.org/10.1063/1.4872676
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
http://refhub.elsevier.com/S0366-3175(21)00110-2/sbref0390
dx.doi.org/10.1016/j.matlet.2006.05.014
dx.doi.org/10.1016/S0040-6090(02)00550-3
dx.doi.org/10.1111/j.1151-2916.2000.tb01157.x
dx.doi.org/10.1063/1.2993327
dx.doi.org/10.1063/1.4986294
dx.doi.org/10.1016/S0022-3093(01)00828-6
dx.doi.org/10.1016/j.apsusc.2016.12.197
dx.doi.org/10.1007/s10853-005-0704-x
dx.doi.org/10.1016/j.jcis.2013.10.010


ARTICLE IN PRESSBSECV-322; No. of Pages 13

e c e r

[51] B.K. Barick, K.K. Mishra, A.K. Arora, R.N.P. Choudhary, D.K.
Pradhan, Impedance and Raman spectroscopic studies of
(Na 0.5 Bi 0.5)TiO 3, J. Phys. D. Appl. Phys. 44 (2011) 355402,
b o l e t í n d e l a s o c i e d a d e s p a ñ o l a d 

different Nd substitution content, Integr. Ferroelectr. 133
(2012) 73–80, http://dx.doi.org/10.1080/10584587.2012.670058.

[38] S. Mukherjee, R.K. Chowdhury, D. Karmakar, M. Wan, C.
Jacob, S. Das, S.K. Ray, Plasmon triggered, enhanced
light–matter interactions in Au–MoS2 coupled system with
superior photosensitivity, J. Phys. Chem. C 125 (2021)
11023–11034, http://dx.doi.org/10.1021/acs.jpcc.1c00652.

[39] R. Hernández Molina, J. Hernández Márquez, J. Enríquez
Carrejo, J. Farias Mancilla, P. Mani González, E. Vigueras
Santiago, M. Rodríguez Aranda, A. Vargas Ortiz, J. Yáñez
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