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A crystalline BaTiO3 powder was synthesized at 350 °C for 0–20 h from TiO2 (> 99 % purity) and BaO (> 98 % purity) with
water vapour acting as the reaction media. According to the XRD and SEM results, the BaTiO3 synthesized for 3 h proved to be
the most adequate raw material for ferroelectric ceramics among the obtained samples as long as it consisted of pure crystalline
sphere-shaped BaTiO3 particles with the average size of 156 nm. Pellets were pressed at (100, 150 and 200) MPa and sintered at
1300 °C for 1 h. The influence of the compacting pressure on the dielectric characteristics of BaTiO3 ceramics was studied by
monitoring the permittivity and loss-tangent values of the pellets at 20 Hz–2 MHz.
Keywords: barium titanate, thermo-vaporous synthesis, microstructure, dielectric ceramics
Kristalni prah BaTiO3 je bil sintetiziran pri 350 °C od 0 do 20 h iz TiO2 (~istost: > 99 %) in BaO (~istost: > 98 %) z vodno paro
kot reakcijski medij. Iz rentgenogramov in SEM-posnetkov izhaja, da je BaTiO3, sintetiziran 3 h, najprimernej{a surovina med
vsemi vzorci za feroelektri~no keramiko, dokler sestoji iz ~istih kristalnih okroglih delcev BaTiO3 s povpre~no velikostjo 156
nm. Peleti so bili stiskani pri (100, 150 in 200) MPa in sintrani 1 h pri temperaturi 1300 °C. Vpliv tlaka pri stiskanju na
dielektri~ne lastnosti keramike BaTiO3 je bil preiskovana s spremljanjem permitivnosti in velikosti izgube tg d peletov pri 20
Hz–2 MHz.
Klju~ne besede: barijev titanat, termo-parno porozna sinteza, mikrostruktura, dielektri~na keramika

1 INTRODUCTION
Since the 1940s barium titanate, BaTiO3, has been
known for its extremely high values of ferroelectric characteristics which make it widely used in the production
of multilayer ceramic capacitors (MLCCs), resistors with
a positive temperature coefficient of resistivity (PTCR),
temperature/humidity/gas sensors, piezoelectric transducers and actuators, ultrasonic and electro-optic devices,
IR-detectors, etc.1–4 Generally, the BaTiO3 powder is
obtained as the raw material for the bulk-ceramic manufacturing, as well as thin-film and composite-material
production.4 For this purpose a homogeneous, well-dispersed pure BaTiO3 powder, consisting of spherical
particles up to 200 nm in size, is required.1,5,6 Various
synthesis routes for the as-characterized powder have
been developed over several decades. In addition to the
conventional solid-state method, the techniques such as
pyrolysis (Pechini, citrate processes), dispersion (catecholate synthesis, spray pyrolysis, sol-gel), precipitation
(oxalate, hydrothermal and solvothermal synthesis) are
widely used for the fine-crystalline BaTiO3 processing.1,7–14 But, as some of them are multistage and require
the use of auxiliary substances, mostly in the solid state,
hydrothermal and oxalate techniques are industrially
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suitable. The development of a simple and low-cost
method for the industrial BaTiO3 production remains to
be a pending problem.
In the present work water vapour at 350 °C was used
as the medium for a BaTiO3 synthesis from simple
oxides. A similar technique combined with the treatment
in supercritical water fluid was previously successfully
used for the production of MgAl2O4, ZnAl2O4, Y3Al5O12,
BaFe12O19, LiNbO315,16 and also BaTiO3.17,18 As ceramic
manufacturing is one of the main application areas for
the BaTiO3 powder, steps were taken to develop this
technique for obtaining the BaTiO3 with the thermovaporous process. We prepared ceramic samples in the
same conditions, but varied the compressing pressure
and studied the phase content, the microstructure and
dielectric properties of the pellets in order to determine
the most appropriate value of the pressure for the ceramic-manufacturing route.
2 EXPERIMENTAL WORK
The synthesis of BaTiO3 was performed in laboratory
stainless-steel autoclaves using BaO (> 98 % purity) and
TiO2 (> 99 % purity) as the starting reagents. As BaO
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interacts with CO2 in the air, forming BaCO3, in order to
avoid a lack of Ba2+ ions in the reaction mixture, an
amount fraction of excess of BaO 5 % was used. After a
thorough mixing by means of grinding in an agate
mortar with a pestle, the reagents were placed into a
special container inside the autoclave, separated from the
distilled water. Hermetically closed autoclaves were
heated up to 350 °C (the water-vapour pressure of 16
MPa), kept at this temperature for (0, 0.5, 1, 2, 3, 4, 5,
20) h and then cooled so that the water vapour condensed
at the bottom of the autoclaves separated from the product. The product was first washed with acetic acid
solution to avoid a BaCO3 contamination and then with
distilled water.
To produce a ceramic powder, the sample synthesized
for 3 h (named BT-3h) was mixed with 1 % PVA and
uniaxially pressed into pellets at (100, 150 and 200) MPa
at room temperature. The pellets were sintered at 1300
°C for 1 h.
The phase contents of the powders and ceramics were
identified with an X-ray diffraction analysis (STOE
STADI P) using the Cu-Ka radiation in a range of 20 ° £
2q £ 80 °. The crystallite size was calculated with the
Scherrer equation. The morphologies of the powder and
ceramic samples were studied with scanning electron
microscopy (JSM-6390 LA). The dielectric permittivity
and loss tangent of the pellets were calculated from the
capacity and the conductivity, respectively, of the plane
condenser, in which each pellet was used as a dielectric
layer. Dielectric characteristics were obtained with a precision LCR meter Agilent E4980a with a frequency
range of 20 Hz–2 MHz.
3 RESULTS AND DISCUSSION
During the thermo-vaporous BaTiO3 synthesis, H2O
molecules from the vapour became incorporated into the

Figure 1: XRD patterns of the BaTiO3 powders synthesized in water
vapour at 350 °C and 16 MPa for 0–20 h
Slika 1: Rentgenogram prahov BaTiO3 sintetiziranih od 0 do 20 ur, v
vodni pari pri 350 °C in 16 MPa

448

Figure 2: Crystal-size distributions of BaTiO3 synthesized in water
vapour at 350 °C and 16 MPa for 0–20 h
Slika 2: Razporeditev velikosti kristalov BaTiO3, sintetiziranih od
0 do 20 ur, v vodni pari pri 350 oC in 16 MPa

TiO2 structure due to the dissociative absorption manifested in the breaking of the Ti-O bonds and the creation
of the Ti-OH bonds. In these conditions the TiO2 structure becomes more flexible, interacting with the Ba2+
ions and reorganising into BaTiO3. The XRD analysis of
the powders prepared at 350 °C in the water-vapour
atmosphere over the periods of 0–20 h showed that the
powders consisted of crystalline BaTiO3 (Figure 1). The
formation of BaTiO3 from TiO2 and Ba(OH)2 occurred
already during the heating, thus, the sample synthesized
for 0 h contained only crystalline BaTiO3. The interaction of the newly formed BaTiO3 phase with water
vapour led to an elimination of lattice defects and to a
perfection of the crystalline structure. Figure 2 shows
the BaTiO3 crystallite-size dependence on the duration of
the thermo-vaporous synthesis, calculated from the
Scherrer equation. The crystallite size of the samples
synthesized for 0–4 h fluctuates in a range of 35–45 nm,
while, in the case of a longer synthesis, the crystallite

Figure 3: Box charts of the crystal-size distribution of BaTiO 3
synthesized in water vapour at 350 °C and 16 MPa for 0–20 h
Slika 3: [katlasti diagram razporeditve velikosti kristalnih zrn BaTiO3,
sintetiziranih od 0 do 20 ur, v vodni pari pri 350 oC in 16 MPa
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Figure 4: SEM images of BaTiO3 synthesized in water vapour at 350 °C and 16 MPa for: a) 0 h, b) 3 h, c) 4 h, d) 20 h
Slika 4: SEM posnetki BaTiO3, sintetiziranega v vodni pari pri 350 oC in 16 MPa po: a) 0 urah, b) 3 urah, c) 4 urah, d) 20 urah

size is reduced. This effect can be explained with the
interaction of the excessive amounts of Ba(OH)2 in the
reacting mixture with the already formed BaTiO3. It is
known that the crystallite size from the Scherrer equation
is sensitive to phase inhomogeneities.
In the SEM images of the synthesized samples the
crystals of BaTiO3 exhibit a narrow size distribution. The
average crystal size slightly varies in a range of 150–188
nm without a distinct relation to the duration of the
synthesis (Figure 3). There is a clear effect of the
reaction time on the shape of the crystals. The samples
processed for 0–3 h consist of sphere-shaped particles
(Figures 4a and 4b). A longer processing leads to a

Figure 5: XRD patterns of the BaTiO3 pellets pressed at 100–200
MPa and sintered at 1300 °C for 1 h and BaTiO3 powder BT 3 h used
as the raw material
Slika 5: Rentgenogram peletov BaTiO3, stisnjenih pri 100–200 MPa
in sintranih 1 uro na 1300 oC in prah BaTiO3 po 3 urah, uporabljen kot
surovina
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Figure 6: SEM images of the BaTiO3 pellets pressed at: a) 100 MPa,
b) 150 MPa, c) 200 MPa, and sintered at 1300 °C for 1 h
Slika 6: SEM posnetki BaTiO3 peletov, stisnjenih pri: a) 100 MPa, b)
150 MPa, c) 200 MPa in sintranih 1 uro na 1300 oC
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Figure 7: Frequency dependencies of the permittivity and loss tangent
of the BaTiO3 ceramic pellets pressed at 100–200 MPa and sintered at
1300 °C for 1 h
Slika 7: Frekven~na odvisnost permitivnosti in tangenta izgub BaTiO3
kerami~nih peletov, stisnjenih pri 100-200 MPA in sintranih 1 uro na
1300 oC

formation of crystal facets. In the sample synthesized for
4 h cube-shaped particles could be observed among the
sphere-shaped ones and, after 20 h, the sample mainly
consisted of faceted crystals (Figures 4c and 4d). The
formation of the faceted crystals is related to the BaTiO3
structure perfection due to its interaction with water
vapour.
Ceramic pellets were manufactured from the BaTiO3
powder sample synthesized in water vapour for 3 h, so
that it consisted of pure, crystalline and sphere-shaped
BaTiO3 particles. Three pellets were shaped at different
compacting pressures, while the temperature and duration of the sintering were taken from the literature.19–23
The geometric density of the pellets was 84–86 % of the
theoretical value of 6.01 g/cm3 (Table 1) and it naturally
rose with the increase in the compaction pressure. In
addition to the BaTiO3, the XRD analysis showed the
presence of an impurity phase in every pellet at 2q = 29 °
(Figure 5), which is a complex barium aluminate titanate
originating from the milling process.
Table 1: Ceramic-processing conditions and density of the pellets
Tabela 1: Pogoji pri izdelavi keramike in gostota peletov

Pellet
Pel-100
Pel-150
Pel-200

Compacting Sintering Density, Relative
pressure, temperature, g/cm3 density, %
MPa
°C
100
5.07
84
150
1300
5.14
86
200
5.15
86

In the SEM images the pellets consist of the grains of
160–180 nm in size. Typical features of the pellet microstructure are sub- and micron-sized pores and plates
(Figures 6a to 6c). The presence of the plates shows that
the recrystallization occurred during the sintering and
suggests that the temperature of 1300 °C chosen on the
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basis of the reference literature is higher than the appropriate sintering temperature for the thermo-vaporous
BaTiO3 powder.
The frequency dependence of the dielectric permittivity and loss tangent is shown in Figure 7. The values of
both parameters decrease with the increase in the
frequency. This phenomenon is common for all dielectrics. The higher the frequency the less polarization can
be realized in a dielectric.24 As the permittivity is a parameter that shows the polarizability of a dielectric,25 it is
reduced with a frequency increase. Notably, the permittivity of the pellets shows a strong dependence on the
compacting pressure. The permittivity of the pellet
manufactured at 150 MPa exhibits the smallest variation
in the range of 20 kHz–2 MHz in comparison with the
other two pellets. Both the pellets made at 200 MPa and
100 MPa show a more pronounced variation in the
permittivity (Figure 7). The loss tangent shows a similar
tendency as the permittivity, depending on the frequency,
and the pellet prepared at 150 MPa exhibits the lowest
values of tg d among the three examined pellets. Comparing these results, it can be concluded that 150 MPa is
the most appropriate compacting pressure for thermovaporous BaTiO3 ceramics.
4 CONCLUSION
The present work reports on the results of a
thermo-vaporous synthesis and ceramic processing of
crystalline BaTiO3. The optimum duration of the
synthesis in water vapour at 350 °C and 16 MPa is 3 h in
order to obtain a raw material for ceramics. The study of
the ceramic microstructure showed that the sintering
temperature for the thermo-vaporous BaTiO3 powder
should be lower than 1300 °C. For the ceramics with the
permittivity weakly dependent on the frequency in the
range of 20 Hz–2 MHz and a low loss tangent, the
compacting pressure of 150 MPa involving 1 % PVA as
the binder is the most applicable.
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