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ABSTRACT

In this work, we present the impact of using Na,COj as a sintering aid and grain growth agent on the crystal structure, microstructure, and
piezoelectric properties of (BigsNags)TiOs ceramics. The addition of Na,CO; leads to a substantial increase in the grain size and density
even at a reduced sintering temperature of 1025 °C. However, at the same time, the value of the piezoelectric constant d;; drops dramati-
cally. Using high-resolution x-ray diffraction analysis, we demonstrate that the decrease in piezoelectric constant is due to a change in the
chemical composition of the (BigsNay5)TiO3 base material rather than due to the change in the grain size. High Na,CO;-addition levels
lead to the formation of Bi,O; as a secondary phase during sintering too.

Published under license by AIP Publishing. https://doi.org/10.1063/5.0044636

1. INTRODUCTION

Piezoelectric ceramics are a useful subset of electroceramics
that can be used for motors,' actuators,”™ ultrasonic transducers,”
sensors,”” and energy harvesting applications” through their cou-
pling of the mechanical and electrical energy domains. Currently,
commercial piezoelectric ceramics rely heavily on lead zirconium
titanate (PZT). Due to the high concentration of lead, these ceram-
ics present some concerns for human and environmental health.
The use of lead in electronic applications has already been signifi-
cantly restricted by the European Union Directive on the
Restriction of Hazardous Substances in Electrical and Electronic
Equipment (RoHS2)™” with some exceptions made for piezoelectric
applications due to the lack of an available substitute. While a
number of prospective lead-free ceramics, such as (BigsNag5)TiO3
based and (KqsNags)NbO; based systems,™ *~'* have been identi-
fied as possible replacements for PZT, these systems face a number
of problems that prevent them from entering into widespread use.
One such problem is the presence of volatile elements in these
ceramics that can generate off-stoichiometry during the sintering
process, especially in (BiysNag5)TiOs."” This change in the compo-
sition can negatively impact the piezoelectric properties of the final
ceramic. One solution to this is to use cold or fast sintering

16,17

methods such as spark plasma sintering (SPS); however, this
technique is not scalable to industrial levels. An alternative option
is to incorporate a sintering aid to reduce the sintering temperature
of the ceramic and so avoid the high temperatures where volatiliza-
tion becomes a problem. Sintering aids are additives that increase
the speed of sintering, often by the introduction of a liquid phase
at a temperature below the normal sintering temperature.'®
A number of studies have been carried out on the inclusion of
sintering aids in (BipsNags)TiOs; such as Cu0,"” MgO,20 or
Fe,0;.°"** The addition of each of these sintering aids allowed
access to higher densities at lower temperatures with CuO lowering
the required sintering temperature from 1075-1100 °C*” to 950 °C,
MgO lowering it to 1000 °C, and Fe,O; to 900 °C. While sintering
aids can be a valuable tool in the creation of dense ceramics at
lower sintering temperatures, the introduction of this second phase
during the sintering process may lead to interactions with the
crystal structure (doping, leaching or substitution) such as that
observed by Zhao et al. who included B,O; with a CuO sintering
aid for a modified BaTiO; ceramic, which had a favorable impact
on the properties.”” In this work, we will present a study on the use
of Na,CO; as a sintering aid to produce dense (BiysNags5)TiO;
ceramics at a lower temperature than what is used for bulk

J. Appl. Phys. 129, 134102 (2021); doi: 10.1063/5.0044636
Published under license by AIP Publishing.

129, 1341021


https://doi.org/10.1063/5.0044636
https://doi.org/10.1063/5.0044636
https://www.scitation.org/action/showCitFormats?type=show&doi=10.1063/5.0044636
http://crossmark.crossref.org/dialog/?doi=10.1063/5.0044636&domain=pdf&date_stamp=2021-04-06
http://orcid.org/0000-0002-8683-8378
http://orcid.org/0000-0002-0233-2266
http://orcid.org/0000-0001-5085-0255
http://orcid.org/0000-0003-4215-2064
mailto:t.r.mahon@tudelft.nl
mailto:tadhgmahon2@gmail.com
https://doi.org/10.1063/5.0044636
https://aip.scitation.org/journal/jap

Journal of
Applied Physics

(Biy sNag 5)TiO; production without the use of a sintering aid. We
will discuss the interaction of the sintering aid with the crystal
structure and demonstrate how this leads to a deterioration of the
piezoelectric properties of the final ceramics as well as the changes
observed in the microstructure of the ceramic.

Il. EXPERIMENTAL

(Big5Nag 5)TiO5 was obtained from PI ceramics in the form of
loose powder with an approximate particle size of 250 nm.
This powder was mixed with 0, 0.1, 1, and 3 wt. % sodium carbon-
ate by hand-milling in hexane for 20 min to ensure good mixing.
The powder was cold pressed into pellets of 10 mm diameter
before being sintered for 2h at 1025 °C in alumina crucibles on a
small layer of powder, of the same composition. The density of the
pellets was measured using the Archimedes method before gold
electrodes were sputtered onto the ceramic discs using a Quorum
Q300 T sputter coater. The phase purity and crystal structures of
the starting powder and the pellets were checked by XRD. One
pellet from each composition was ground to produce a powder for
analysis. High-resolution x-ray diffraction (XRD) was performed
using a Bruker D8 Advanced diffractometer with Co Ko. source
[Ko:,(100) = 1.78900 A, Ko,(50) = 1.79283 A] and a Lynxeye posi-
tion sensitive detector. A step size of 0.002 was employed and
measurements were taken between 20=20° and 90° with the
Bragg-Brentano geometry. For the off-stoichiometric samples,
lower resolution measurements were taken using a Rigaku MiniFlex
600 tabletop diffractometer and Cu Ko radiation with a step size of
0.01° and 6-20 configuration. Scanning Electron Microscope
(SEM) images and energy dispersive x-ray spectroscopy (EDX)

ARTICLE scitation.org/journalljap

were taken using a Jeol JSM-7500F field emission scanning electron
microscope. The grain size for the samples was measured by first
polishing and then thermally etching at 1000°C for 20 min to
reveal the grain boundaries. Lower etching temperatures were ini-
tially attempted but did not result in observable grain boundaries.
The interior morphology was also measured after polishing the
samples for electrode deposition. Prior to SEM measurements, a
thin (15nm) layer of gold is deposited on the sample using the
sputter coater described above. Grain size distribution analysis was
performed on the SEM images using the image] software to isolate,
count, and measure each grain. Magnifications were chosen such
that a large number of grains were clearly visible, and for the 1 and
3 wt. % samples, three separate images were combined to provide
good measurement statistics. The ceramic discs were poled using
contact poling in a bath of silicone oil at 100 °C and an applied
field of 4kV/mm for 20 min. The electrical properties of the discs
were measured at room temperature using an Agilent 4263B LCR
meter at 1 kHz and 1V, while the piezoelectric properties were
measured using a PM300 Berlincourt-type piezometer from
Piezotest with a static force of 10N and a dynamic force of 0.25N
peak to peak with sinusoidal excitation at 110 Hz.

lll. RESULTS AND DISCUSSION
A. Stoichiometric (BigsNags)TiOs
1. XRD

The XRD patterns on the (Big5Nag5)TiO; pellets with x wt. %
additional Na,CO; (0 <x<3) added during sintering as a grain
growth agent are presented in Fig. 1(a). XRD indicates that the

350'"'I""I""I'"'I""l"'I

300

250 ~ |

200

A

3 wt% Na,CO,

ORI o) WS

1 Wt% Na,CO,

a

150

ol )

soiLkJJL A

‘\ 0.1 wt% Na,CO,

|
A A ’) \Mwww,ﬂ\_mm..

0 wt% Na,CO,

0+

20 30 40 50 60 70
26 (%)

80 90

FIG. 1. (a) XRD patterns of (BigsNag 5)TiO5 after sintering at 1025 °C with Na,COs, (b) hexagonal representation of the crystal structure of (BigsNag 5)TiO3.
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FIG. 2. Plot of the a and c unit cell parameters of (BigsNags)TiO3 against the
amount of Na,COj sintering aid added.

samples are single phase, rhombohedral, (BijsNays)TiO5; with no
apparent secondary phases apart from the sample with 3 wt. %
additional Na,CO; where several peaks corresponding to a Bi,O;
secondary phase are observed. The actual crystal structure of
(BigsNag 5)TiOs5 is presented in Fig. 1(b).

A decrease in the unit cell parameters is observed with
increasing the Na,COj; content as depicted in Fig. 2. The unit cell
parameters of pristine (no sintering aid) (BipsNags)TiO; are
a=5.4896(1) A and c=13.5588(3) A, which is in reasonably good
agreement with the structure found by Jones et al.,”* although the ¢
parameter is larger than their observed value [a=5.4887(2) and
c=13.5048 A]. The origin of this deviation is likely due to
increased loss of volatile elements from the significantly longer cal-
cination time (12h vs 2h for this work) used by Jones et al. and
the higher temperature of 1075°C (compared to 1025°C in this
study). It should also be noted that, while no off-stoichiometry due
to volatilization was detected for our samples, it cannot be
completely ruled out that small off-stoichiometries are caused
during the calcination/sintering processes and so the actual compo-
sitions of our samples may be slightly different than the nominal.
However, as the sintering temperature was kept constant for all
samples, any possible volatilization cannot explain the reduction in
the unit cell parameters with increasing Na,CO; loadings. The
decrease observed in the unit cell parameters with increasing levels

TABLE II. Refined crystal structure of (BigsNag 5)TiO5 sintered at 1025 °C with (top)
no added sintering aid and (bottom) 3wt. % Na,COj sintering aid. Occupancies
account for site multiplicity.

Atom X y z Biso Occupancy
Na 0 0 0.267(5) 3.83(6) 0.5
Bi 0 0 0.267(5) 3.83(6) 0.5
Ti 0 0 0.0025(4) 2.22(8) 1.00
(0] 0.128(2) 0.321(2) 0.086(2) 2.22(8) 3.00
Atom X y z Biso Occupancy
Na 0 0 0.268(3) 3.323(8) 0.53(1)
Bi 0 0 0.268(3) 3.323(8) 0.47(1)
Ti 0 0 0.0037(7)  0.87(9) 1.00
(¢) 0.130(6) 0.287(3) 0.111(1) 0.87(9) 2.97(1)
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TABLE I. Summary of the Rietveld refinement on pellets of (BigsNags)TiO5 with

different amounts of sintering aid added.

0 wt. % Na,CO, 3 wt. % Na,COs A (%)
a (A) 5.4896(1) 5.4816(1) —-0.15
c(A) 13.5588(3) 13.5296(2) —0.22
V(A% 353.861 352.071 —0.51
R-Bragg 571 9.84
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FIG. 3. Rietveld refinements of the XRD patterns for (BigsNags)TiO3 sintered
with (a) no additional Na,CO; and (b) 3 wt. % Na,CO; added. In both cases,
the upper row of ticks corresponds to the primary (Big sNag 5)TiO3 phase and for
refinement b, the lower ticks show the position of the peaks for BiyOs.
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of Na,COj; is thus indicative of substitution of bismuth by the
smaller sodium ions and a corresponding increase in oxygen vacan-
cies in order to balance the charge. This is confirmed by the forma-
tion of Bi,Oj3 at higher loadings. Bismuth can only have come from
the principle phase and the absence of Bi,O3 at lower loadings and
in the stoichiometric sample rules out its precipitation as a
response to Na volatilization alone.

Rietveld analysis was performed on pristine(BigsNags)TiO3
and the sample with 3 wt. % Na,CO; sintering aid based on the
structure of Jones et al’* as a starting point. The results of this
refinement are summarized in Tables I and II and the refinements
can be seen in Fig. 3. Addition of excess sodium causes a slight
reduction in the unit cell volume of (—0.51%) with both the a and

=

1 wt% Na,CO,

3 {

— 10 um|
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the ¢ parameters decreasing, consistent with insertion of Na ions
into the structure in place of Bi ions. Rietveld analysis of the struc-
tures indicates the creation of oxygen vacancies to balance the
charge in this new, off-stoichiometric (BipsNags)TiO3 and tilting
of the oxygen octahedra during this substitution. The refinement
thus indicates that the composition of the (BigsNag 5)TiO; after the
addition of 3 wt. % Na,CO; sintering aid is (Big47Nag 53)Ti05 9.
This compositional change toward a sodium rich phase is assumed
to happen to a lesser extent in the samples with 0.1 and 1wt. %
Na,CO; that is too small to be accurately detected in these
samples. Attempts were made to also observe the compositional
changes through EDX, however, the equipment was not sensitive
enough to detect any significant changes in the composition.

3 wt% Na,CO,

FIG. 4. SEM images of the etched (BipsNag5)TiO3 pellets after sintering at 1025 °C with 0, 0.1, 1, and 3 wt. % added Na,COj.
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2. Microstructure

SEM images were taken to analyse the microstructure of the
(BigsNags)TiO5 ceramics with different loadings of the Na,CO;
sintering aid. A representative image of the microstructure for each
etched sample is shown in Fig. 4, and the grain size distributions,
calculated by image analysis from these surface images, are given in
Fig. 5. When no Na,COj is added, the chosen sintering tempera-
ture of 1025 °C is, as expected, too low for complete densification,
leading to visible porosity in the microstructure. The final ceramic
consists of grains with tight size distribution and an average size of
1.89 um. When 0.1 wt. % Na,COj; is added, there is a marked
increase in the grain size and a reduction in the porosity. Most of
the grains lie between 2 and 5um with a small number of very
large grains. The average grain size for this sample is 3.03 um, sig-
nificantly larger than the 0 wt. % Na,CO; sample.

Once the loading of Na,CO; is increased to 1 wt. %, the densi-
fication of the pellet is visibly improved with most of the porosity
disappearing. The grain size distribution moves slightly toward
larger sizes with an average size of 3.71 um. At this loading, small

0 5 10 15 20

L |
0 wt% Na,CO, ]

Average size =1.89 um

Proportion (%)

_ 0.1 wt% Na,CO, 5
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FIG. 5. Grain size distribution in the (BiysNags)TiO; pellets calculated from
SEM images.
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precipitates are visible at some of the grain boundaries. These are
expected to be Bi,O; as seen in the XRD pattern of the highest
loading, but due to their small size, their composition could not be
reliably measured with EDX. When viewing the microstructure of
the 3 wt. % Na,CO; loaded sample, the presence of these precipi-
tates is much clearer. The grain size distribution has further
increased toward larger grain sizes with an average size of 4.39 um.
From these data, it can be concluded that Na,CO; acts as a sinter-
ing aid for (BiysNag5)TiO5 ceramics.

The XRD data also indicated the formation of Bi,Os, which
was attributed to the displacement of Bi ions from the lattice by Na
ions. Close inspection of the microstructure of the 3 wt. % Na,CO;
sample with SEM on a fracture surface indeed reveals the presence
of a second phase in the intergranular spaces shown by the lighter
shading in Fig. 6. Analysis of this phase by EDX confirms that it is
Bi, O3, as observed in the XRD pattern of this sample in Fig. 1.

3. Piezoelectric and dielectric properties

The piezoelectric and dielectric properties of the (BipsNags)
TiO; pellets for 0-3 wt. % Na,CO; are summarized in Table IIL
Pristine (BigsNags)TiO; exhibits a ds; of 62.0pC/N, a value
slightly below the value reported for bulk (BiysNags)TiO; by
Hiruma et al. of 69.8 pC/N.”” The small difference between our
observed value and the reported value is easily explained by differ-
ences in the density of our pristine sample (89.2%) vs the sample
of Hiruma et al. (98.6%) who used a higher sintering temperature,
more appropriate for the synthesis of bulk (BiysNags)TiO; in the
absence of a sintering aid. Considering this difference in the
density, the pristine sample displays a ds; value largely consistent
with the literature. From the data in Table III, it can be seen that
increasing the loading of Na,CO; (and thus the grain size) has a
deleterious effect on the ds; of the ceramics with the ds; dropping

10 um| 3 wt% Na,CO,

FIG. 6. Backscattered electron SEM image of a fracture surface of (BigsNags)
TIO3 with 3wt. % N32C03.
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TABLE lll. Summary of the piezoelectric and dielectric properties of (Big.sNag.s)
TiO5 samples with varying levels of Na,COs.

Wt. % Na,CO; & tand ds; (pC/N) Relative density (%)
0 385 0.02 62.0 89.2
0.1 401  0.02 31.8 97.5
1 304 0.02 6.3 82.0
3 568 0.75 11.4 93.1

from 62.0 pC/N in the pristine sample to 6.3-11.4 pC/N in the
sample with 1 and 3 wt. % loadings of Na,CO;, respectively, while
the other properties remain largely unchanged. A maximum in the
density (97.5%) is observed when only 0.1 wt. % Na,COj3 is added,
achieved at a sintering temperature of only 1025 °C. Therefore, a
dramatic improvement in the densification of the (BiysNag5)TiO;3
pellets can be achieved at temperatures below those typically
employed for (BiysNay 5)TiO; ceramics. For example, Hiruma et al.
employed hot pressing methods at 1080 °C*® Kornpom et al. and
Spreitzer et al. sintered at 1100-1150 °C.””*® However, while
Na,CO; addition did indeed allow for a lower sintering tempera-
ture to be used, it was not as efficient as other sintering aids such
as CuO, which reduces the sintering temperature to 950°C."”
Moreover, while low loadings of Na,CO; did improve the density,
they led to a notable reduction in ds; from 62 to 31.8 pC/N. Above
0.1 wt. % Na,COs loading, a decrease in the density is seen initially
at 1wt. % loading and then another increase at 3 wt. %, where
Bi,O; precipitation improved the overall density. Unfortunately,
this increase in density comes at the expense of the piezoelectric
properties, which could be caused by two phenomena. First, it may

70

T
so—i .
a
!
i
i
!

T T T T T T T T
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be due to the increase in the grain size, a well-studied phenomenon
in BaTiO; piezoceramics whereby the proportion of 90° domain
walls increases as the grain size increases, progressively blocking
polarization by preventing the domain wall movement.”””’
Alternatively, the reduction in the properties could be due to the
compositional changes such as those observed in the sample with
the highest Na,CO; loading. Evidence for this compositional
change is seen in the changing unit cell parameters at lower load-
ings, but the magnitude of the compositional changes is too small
to be identified by other means such as the precipitation of Bi,O;
in these samples. The observed dielectric constants (e,) of the
samples are consistent with the expected value of around 380 seen
in the literature”" for all samples with the exception of the 3 wt. %
Na,CO; sample. However, given the exceptionally high tan & of this
sample, it is difficult to reliably measure its real €,.

This clearly raises the question of whether the reduction in
the piezoelectric properties is due to the changes observed in the
composition or the increase in the grain size. As these properties
are coupled through the addition of Na,CO3, efforts must be made
to deconvolute these two parameters. Figure 7 shows a plot of ds;
against the Na,CO; loading (a) and the average grain size (b).
Rapid decay is observed in d;; when adding Na,CO; while a linear
decay is observed when considering the grain size.

To separate the effects of the grain size and composition on the
piezoelectric properties, a sample with composition (Big4,Nags3)
TiO,; was prepared using the same conditions as the other samples.
This corresponds to the refined composition of the 3 wt. % Na,CO;
sample from Table I. While this sample will be discussed in more
detail in Sec. III B, it is instructive to also consider it here in compari-
son to the samples with Na,CO; grain growth agent added, as this
sample did not exhibit any noticeable grain growth. In Fig. 7(a), the

T T

T T T T T
00 05 10 15 20 25 30 35 40 45
Average grain size (um)

FIG. 7. d3; values of sintered samples vs (a) Na,CO; loading and (b) average grain size. The hollow point represents the Na-rich (Big47 Nags3)TiO297 Sample. The
dotted lines represent a fit using an exponential and linear decay function, respectively, and are added to illustrate the trends.
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ds; shows an exponential decrease with the addition of Na,CO; reach-
ing a plateau around 0.5 wt. %. The hollow point shows dj; of the
(Bip.47Nag53)TiO, 97 sample with a close agreement to the trendline.
In Fig. 7(b), meanwhile, ds; shows a linear decrease with increasing
grain size with the exception of the (Big4;/Nags3)TiOz9; sample
(hollow point) which shows a very low ds; but also a very small grain
size. Considering these two figures together, it is evident that the most
likely cause of the reduction in ds; is the composition changes rather
than the grain size changes.

B. Off-stoichiometric (BigsNag 5)TiO3

In order to confirm the hypothesis that the destruction of the
piezoelectric properties of (BigsNags)TiO3 is due to the composi-
tional changes, two off-stoichiometric samples of (BiysNag5)TiO;
were prepared. The first sample, named the Na-poor sample,
having a nominal composition [(BigsNag46)Ti0,.95], was prepared
so that the addition of 1wt.% Na,CO; during sintering would
result in a stoichiometric sample of (BigsNag5)TiO;. The second
sample, named the Na-rich sample, with a nominal composition of
(Big.47Nag 53)TiO, 97, was produced to mimic the composition of
the sample with the highest Na,COj; loading after sintering. This
sample, thus, replicates the composition of that sample without the
addition of Na,CO; during sintering, without the accompanying
grain growth and also without the presence of Bi,O; precipitates.
The microstructure, XRD patterns and piezoelectric properties of
these samples were then analyzed to test the hypothesis that the
destruction of the piezoelectric properties is due to compositional
changes rather than microstructural effects.

4. XRD

The Rietveld refinement of the XRD pattern of the Na-rich
sample [Fig. 8(a)] confirms the presence of single phase
(Big.47Nag 53)TiO, 97 with the change in composition leading to a
significant reduction in the ¢ parameter [from 13.5588(3) to
13.4431(2) A] while the a parameter remains largely unchanged
[5.4896(1) for the stoichiometric (BiysNags)TiO5 and 5.4872(1) A
in the Na-rich composition]. These new unit cell parameters are in
line with the changes observed in Bi deficient (Big sNag 5)TiO;5”
and are consistent with the replacement of Bi** by Na* and the
corresponding creation of oxygen vacancies. In the case of the
Na-poor sample [whose Rietveld refinement is shown in Fig. 8(b)],
a similar trend is seen in the unit cell parameters where the ¢
parameter decreases from 13.5588(3) to 13.4620(4) A, this time
due to the creation of Na™ vacancies in the lattice. The XRD
pattern also indicates the formation of Bi,O; to compensate for the
Na sub-stoichiometry, leading to both Na and Bi vacancies. The
unit cell parameters for both samples, along with those for stoi-
chiometric (BigsNag5)TiO; are summarized in Table IV below.
The reduced unit cell parameters of the Na-rich sample are consis-
tent with a lower bismuth content. The unit cell parameters for the
Na-poor sample are reported after sintering with additional
Na,COs, the a parameter is in good agreement with that of the
stoichiometric sample while the ¢ parameter is slightly below the
stoichiometric value, indicating that a small portion of the added
Na,CO; was likely lost during sintering due to volatilization.
The sample is thus still slightly deficient in Na ions.
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FIG. 8. Rietveld refinements of XRD data for (a) the Na-rich [(Big47 Nags3)
TiO,97] and (b) the Na-poor [(Bigs Nag46)TiO2 98] Samples. For refinement b,
the lower row of tick marks show the peak positions for cubic Bi,O3, while the
other ticks denote the major phase.

5. Microstructure

Figure 9 shows the surface microstructure of both the Na-rich
and Na-poor samples with a grain size & 1 um in each case, slightly
smaller but similar to the grain size of the stoichiometric
(BigsNag5)TiO5 sintered without the addition of sintering aid. The

TABLE IV. Refined unit cell parameters of the off-stoichiometric (Big.sNag.s)TiO3
samples. The unit cell parameters for the Na-poor sample are after sintering with
additional Na,COs.

Stoichiometric Na-Rich Na-Poor

(Big.sNag.5)TiO3 (Big.47 Nag.53)TiOz.07 (Big.s Nag.46)TiO5.08
a (A) 5.4896(1) 5.4872(1) 5.4907(8)
c(A) 13.559(3) 13.443(2) 13.525(3)
V(A%  353.8615 350.5352 351.4760
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FIG. 9. SEM image of the surface microstructure Na-poor (left) and Na-rich (right) samples.

surface morphology of these samples was taken instead of the inter-
nal grain size because thermal etching did not sufficiently reveal
the grain boundaries for reliable measurement. Thus, the surface
grain size was taken as in Zuo et al.®® Tt should, therefore, be noted
that the internal grain size is expected to be slightly larger, as was
observed for the stoichiometric sample. In the case of the Na-poor
sample, this result is particularly interesting as 1 wt. % Na,CO; was
added to reach stoichiometry during sintering. Based on the stoi-
chiometric sample with the same Na,COj; loading, a grain size of
approximately 4 um is expected (Fig. 5). This allows us to investi-
gate the addition of Na,COj; without modifying the composition or
the grain size. One possible explanation for this difference is the
change in the kinetics of Na,CO; uptake in the Na-poor case com-
pared to the stoichiometric case. For the stoichiometric sample,
Bi,O; precipitation from the lattice is observed during the sodium
uptake. The kinetics of this precipitation in a sintering environment
are likely slower than the uptake of Na alone, thus providing a bot-
tleneck for the reaction speed that allows Na,COj; to continue to
act as a sintering aid and grain growth agent for longer before its
uptake. In the Na-poor case, Na and Bi vacancies are already
present, thus allowing a faster Na,CO; uptake and limited grain
growth. Small white spots are also visible in the SEM image for the
Na-poor sample, which likely correspond to small amounts of
residual Bi,Os. Unfortunately, due to their small size, this could
not be verified with EDS measurements unlike the sample depicted
in Fig. 6. Finally, the density of these pellets is seen to be similar to
the stoichiometric case without the addition of Na,CO;. This
microstructural similarity allows for an easy comparison of the
effect of composition on the properties.

6. Piezoelectric properties

The off-stoichiometric samples were poled under the same
conditions as the previous samples (100 °C, 4 kV/mm, 20 min). In

the Na-rich case, the sample presented a lower breakdown voltage
and higher leakage currents attributed to induced ionic conductiv-
ity from the oxygen vacancies. Oxygen vacancies are expected for a
(BipsNag5)TiO3 sample containing a high level of A-site vacancies
to compensate for the charge imbalance. These types of defects
have been shown to induce type I (oxide-ion driven) conductivity
in (BigsNags)TiO3 ceramics, especially those containing Bi sub-
stoichiometry.' ™" For this reason, the sample could not be
exposed to fields in excess of 2 kV/mm without breaking down and
was thus poled at 2kV/mm. The piezoelectric properties of these
samples have been summarized in Table V along with stoichiomet-
ric (BigpsNags)TiO; for comparison. These data show that the
Na-rich sample presents a drastically reduced ds; of only 2.4 pC/N,
in line with the observed changes in Table III for the samples with
high Na,CO; loading. Furthermore, the grain size of around 1um
is significantly below the grain size observed for the samples with
Na,COs, ruling out the impact of the grain size on the piezoelectric
properties. Interestingly, the Na-poor sample (which should have
achieved stoichiometry during the sintering process with added
Na,COs3) shows a ds; of 40.1 pC/N. Considering that the unit cell
parameters for this sample indicate that it still deviates slightly
from stoichiometry, possibly due to Na,CO; volatilization during
sintering, this lower value of ds; is expected. Large leakage currents
were observed during the poling of this sample which are

TABLE V. Piezoelectric properties of pellets of (Big.sNao.5)TiO3 and the Na-rich and
Na-poor variants.

Stoichiometric Na-Rich Na-Poor
(Big.sNag.5)TiO3  (Big.47 Nag.53)TiOs.07 (Big.s Nag.46) TiO5.08
ds; (pC/N) 62.0 24 40.1
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congruent with a small non-stoichiometry, leading to some ionic
conduction while not high enough to cause a full breakdown of the
sample at higher fields.

IV. CONCLUSIONS

In conclusion, while the addition of Na,CO; during the sin-
tering step does result in improved densification and grain growth
at lower temperatures than those usually used for sintering this
ceramic, it also results in a drastic decrease in dj; of the system
from 62 to 6 pC/N. This can be unambiguously linked to the com-
positional modifications that result from Na,COj3 displacing Bi ions
from the lattice, leading to a composition that is rich in Na ions
and in the precipitation of Bi,O;. A reduction in dj3, driven mainly
by the grain size effect, can be ruled out as the reproduction of the
off-stoichiometric composition created by adding Na,CO; with a
grain size around 1um still leads to the same reductions in dj;.
This work represents a useful addition to the development of lead-
free piezoceramics containing volatile elements by highlighting that
while sintering aids can lead to improved densification at lower
temperatures; they risk influencing the composition of the ceramic,
altering its piezoelectric properties.
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