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Abstract: The structure, valence state, and dielectric properties of (Ba1−xSmx)(Ti0.99Mn0.01)O3 (BSTM)
(x = 0.02-0.07) ceramics prepared via a high temperature (1400 ◦C/12 h) solid state reaction were
investigated. A homogeneous and dense microstructure was observed in all samples. With increasing
Sm content, the crystal structure changed from tetragonal (x ≤ 0.06) to cubic (x = 0.07) and unit cell
volume (V0) decreased continuously, which was mainly due to the substitution of Ba2+ ions by smaller
Sm3+ ions in the perovskite lattice. Electron paramagnetic resonance investigation revealed that Mn
ions were reduced from high valence to low valence under the role of Sm3+ donor, and only Mn2+

ions were observed at x = 0.07. The Curie temperature (Tc) moved to lower values, from 105.5 down
to 20.4 ◦C, and the x = 0.07 sample satisfied Y5V specification with high permittivity (ε′RT > 13,000)
and low loss (tan δ < 0.03).

Keywords: BaTiO3; solid state reaction; valence state; electron paramagnetic resonance;
high permittivity

1. Introduction

Transition metal Mn-doped BaTiO3 ceramics are widely applied in ceramic capacitors [1,2] and
positive temperature coefficient of resistance (PTCR) devices [3,4]. Because of its small ionic radius,
Mn occupies the octahedral Ti site as an acceptor and occurs in variable states of Mn2+, Mn3+, and Mn4+,
which are commonly accepted in the literature [1–6]. Mn is found to have the significant effect on the
reduction of dielectric loss (tan δ) [2,5,7] and the increase of resistivity [1,3,4]. Jayanthi and Kutty [2]
reported that the room temperature tan δ was 0.009 for 0.75 at % Mn-doped BaTiO3 ceramics, and only
0.002 for 1 at % Mn. Lu et al. [8] found that tan δ of Ba(Ti0.99Mn0.01)O3 was less than 0.02 in the
temperature range from −70 to 200 ◦C. The lower value of tan δ for BaTiO3 ceramics containing Mn
implies that the Mn acceptor has a high ability to conduct electron trapping. This was confirmed
by Wang et al. [9]. In their study, the authors proposed that Mn3+ and Mn4+ on the Ti sites could
effectively capture the conductance electrons, leading to the drop of carrier concentration in materials.

At the same time, with the increase of Mn content a decrease in dielectric permittivity is also
observed [2,5,7], which can be ascribed to the formation of a paraelectric hexagonal phase. According
to the earlier studies carried out in the air or in an oxidizing atmosphere, Mn is the most effective
dopant for stabilizing hexagonal BaTiO3 (h-BT) at room temperature [10], and the existence of h-BT is
attributed to the Jahn–Teller distortion (i.e., Jahn–Teller effect) caused by Mn3+

Ti [1]. Such a structure is
not desirable in the practical application of ceramic capacitors, since h-BT has a lower permittivity [11].
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Our study has found that hexagonal Ba(Ti0.97Mn0.03)O3 exhibits a low permittivity of about 100 at
room temperature.

It is known that the addition of rare earth ions can modify the dielectric properties of
BaTiO3 [12–16]. In Mn-doped BaTiO3 ceramics the partial replacement of Ba2+ by rare earth ions
is reported to improve the dielectric properties and inhibit the formation of the undesired hexagonal
phase. Our previous studies on Nd and Mn co-doped BaTiO3 ceramics have revealed that the addition
of Nd3+ can significantly inhibit the hexagonal phase and lead to an obvious improvement of dielectric
properties in Mn-doped BaTiO3 ceramics [17]. Gong et al. [18] reported that in Ba1−xLaxTi0.96Mn0.04O3

ceramics, La3+ ions could suppress the formation of hexagonal phase effectively. A similar phenomenon
was also observed in Ba1−xPrxTi0.99Mn0.01O3 ceramics [8].

In this work, Sm and Mn were co-doped into BaTiO3 to improve the dielectric properties of
BaTiO3 ceramics, that is, to obtain high dielectric permittivity and low dielectric loss at the same time.
Besides the structure and dielectric properties of (Ba1−xSmx)(Ti0.99Mn0.01)O3 (BSTM), the valence states
of Mn ions, which are closely related to the crystal structure, are also discussed.

2. Experimental Section

2.1. Sample Preparation

Analytical-grade BaCO3 (99.4%), TiO2 (99.5%), Sm2O3 (99.9%), and MnO2 (99%) powders
were used to prepare (Ba1−xSmx)(Ti0.99Mn0.01)O3 (BSTM) ceramics by a solid-state reaction method,
where x = 0.02, 0.04, 0.06, and 0.07. The stoichiometric amounts of raw powders were grinded in
an agate mortar for about 1 h, and then calcined at 1100 ◦C for 5 h. The calcined powders were
pressed into disks of 12 mm diameter at 200 MPa pressure after mixing with polyvinyl alcohol solution.
The final sintering was performed at 1400 ◦C for 12 h under air atmosphere in an electric furnace.
Heating was conducted at a rate of 100 ◦C/h, and cooling was conducted at a rate of −200 ◦C/h
until 1000 ◦C was reached, and was then followed by natural cooling to room temperature. As a
comparison, (Ba1−xSmx)Ti1−x/4O3 (x = 0.07) ceramic (abbreviated BS7T) was also prepared under the
same conditions for the analysis of Raman bands at the high-wavenumber region. BSTM ceramics
with x = 0.02, 0.04, 0.06, and 0.07 were abbreviated as BS2TM, BS4TM, BS6TM and BS7TM, respectively.
The ceramic density was estimated by the Archimedes method.

2.2. Characterization

The surfaces of samples were mechanically polished and then thermally etched at 1400 ◦C for
15 min in air. Microstructures were observed using scanning electron microscopy (SEM) (EVOMA 10,
Zeiss, Oberkochen, Germany) with secondary electron (SE) image and backscattered electron (BSE)
images at an accelerating voltage of 15 keV. The average grain size (GS) was estimated using Fullman’s
method [19], as described in our previous report [20].

Powder X-ray diffraction (XRD) using an X-ray diffractometer (DX-2700, Dandong Haoyuan,
Dandong, China) with Cu Kα radiation was carried out at room temperature in order to characterize
the crystal structure of the sintered ceramics. The data were collected between 20◦ ≤ 2θ ≤ 85◦, with a
step increment of 0.02◦ and a count time of 3 s. The crystal structure was determined by MS Modeling
4.0 software (Accelry Inc., San Diego, CA, USA) and Cu Kα1 radiation (λ = 1.540562 Å).

Raman spectra were measured using a Raman spectrometer (XploRA, Horiba Jobin Yvon,
Longjumeau, France) with excitations of 532 and 638 nm. A heating/cooling stage (THMS600, Linkam,
Surrey, UK), which provided precise temperature control, was used for the temperature-dependent
Raman scattering measurements.

Electron paramagnetic resonance (EPR) spectra were recorded from 30 to 150 ◦C using an
X-band (~9.8 GHz) EPR spectrometer (A300-10/12, Bruker, Rheinstetten, Germany) equipped with a
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temperature controller capable of stabilizing the temperature within less than 0.1 ◦C. The g-factor of
the EPR signal was determined by the fundamental equation as shown below:

hν = gβH, (1)

where h is the Planck constant, ν is the microwave frequency, β is the Bohr magnetron, H is the
magnetic field strength. In the experiment the microwave frequency and center field were ~9.4 GHz
and 3500 G, respectively.

Prior to dielectric measurements, the sintered samples were polished to 0.8 mm in thickness,
and gold was sputtered and then silver was pasted on both sides in order to form electrodes.
The dielectric properties as functions of temperature (−75–200 ◦C) and frequency (1–106 Hz) were
measured using a broadband dielectric spectrometer (Concept 41, Novocontrol, Montabaur, Germany).

3. Results and Discussion

3.1. Structure

3.1.1. SEM Observations

The relative density (ρr) of BSTM ceramics was about 93% with no clear dependence on dopant
content, which was calculated using the following relation:

ρr =
ρb
ρt
× 100 (2)

where ρb is the ceramic bulk density, and ρt is the theoretical density. The values of ρb, ρt, and ρr are
listed in Table 1. SE and BSE images of BSTM ceramics are shown in Figure 1. The homogeneous and
dense microstructures are observed (Figure 1a–d), and the data of average grain size (GS) of specimens
are tabulated in Table 1. The sample with x = 0.04 exhibited a fine-grained microstructure with
GS = 0.8 µm. BSE images are helpful to obtain information about the chemical composition of a
sample and to quickly distinguish the potential secondary phases. As shown in Figure 1e,f, no evident
compositional inhomogeneity was observed, implying the doping was homogeneous; that is to say,
Sm and Mn dopants were successfully incorporated into BaTiO3 without detectable secondary phases.

Table 1. Values of ρb, ρt, ρr and average grain size (GS) for (Ba1−xSmx)(Ti0.99Mn0.01)O3 ceramics.

Composition x ρb (g/cm3) ρt (g/cm3) ρr (%) GS (µm)

0.02 5.61 6.02 93 1.3
0.04 5.62 6.04 93 0.8
0.06 5.65 6.06 93 2.0
0.07 5.62 6.08 92 3.5

3.1.2. X-ray Diffraction Analysis

The powder XRD patterns and enlarged peaks in the vicinity of 45◦ of BSTM are shown in
Figure 2a,b. All samples exhibited sharp and well-defined peaks, indicating the good crystallinity
of BSTM ceramics. Comparing with the standard XRD patterns of tetragonal (JCPDS No. 05-0626)
and cubic BaTiO3 (JCPDS No. 31-0174), all the diffraction peaks could be perfectly indexed to the
tetragonal perovskite structure when x ≤ 0.06, as marked by the characteristic (002)/(200) peaks at
~45◦ (Figure 2b), and to the cubic structure when x = 0.07, as marked by a symmetric (200) peak
(Figure 2b). In addition, there were no diffraction peaks of impurities, such as Sm or Mn oxides,
suggesting that Sm and Mn ions completely entered into the BaTiO3 host lattice, which was consistent
with the observations of BSE images. Lu et al. [8] confirmed that tetragonal and hexagonal phases
coexisted in Ba(Ti0.99Mn0.01)O3, and the existence of the hexagonal phase resulted from the Jahn–Teller
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distortion caused by Mn3+
Ti . However, our XRD results indicated that no diffraction peaks of the

hexagonal phase could be detected in BSTM ceramics. In addition, no rod-like or plate-like hexagonal
grains were observed in all samples, as shown in Figure 1. It can be concluded that Sm3+ ions can
effectively inhibit the formation of the hexagonal phase, which was very similar to that obtained for
(Ba1−xPrx)(Ti0.99Mn0.01)O3 [8] and (Ba1−xNdx)(Ti0.97Mn0.03)O3 [17]. A possible explanation for the
absence of hexagonal phase is that for keeping charge neutrality, Mn3+ ions stabilizing the hexagonal
phase can be reduced to Mn2+ ions under the role of Sm3+ donor, and 2Sm•Ba −Mn′′Ti defect complexes
are formed. For rare earth and Mn co-doped systems, the formation of donor–acceptor complexes,
such as 2Sm•Ba −Mn′′Ti, will prevent Mn2+ from being oxidized, even in air atmosphere [17,21–23].
The valence state of Mn ions will be discriminated further using the EPR technique.
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Figure 1. SEM images of (Ba1−xSmx)(Ti0.99Mn0.01)O3 (BSTM) ceramics with (a) x = 0.02, (b) 0.04,
(c) 0.06, and (d) 0.07, and BSE images of BSTM ceramics with (e) x = 0.04 and (f) 0.07.

The lattice parameters (a, c) and unit cell volume (V0) were calculated by MS Modeling software,
as plotted in Figure 2c,d, and the inset depicts the tetragonality (c/a) as a function of x. It can be
seen that the lattice parameter a expanded slightly with increasing x, whereas the lattice parameter
c decreased significantly. When x = 0.07, a was equal to c, and a cubic-phase ceramic was formed.
The inset shows that c/a decreases, which is consistent with Figure 2b. The separate (002) and (200)
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peaks shifted toward each other, also indicating a decrease in tetragonality. The V0 of BSTM ceramics
was less than that of tetragonal BaTiO3 (64.41 Å3) and decreased continuously with increasing x,
indicating that Sm3+ ions mainly substituted for Ba sites instead of Ti sites. The replacement of Ba2+

(1.61 Å) [24] ions by smaller Sm3+ (1.24 Å) [24] ions caused the contraction of V0. It was consistent
with the previous report that Sm ions preferentially occupy Ba sites at Ba/Ti < 1 [25]. Tsur et al. [26]
have also reported that Sm incorporates mainly into Ba sites.
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Figure 2. (a) Powder XRD patterns of BSTM ceramics. (b) Enlarged peaks in the vicinity of 45◦;
the dashed lines denote Gaussian fits of the peaks. (c) Lattice parameters (a, c) and (d) unit cell volume
(V0) as a function of x. The inset depicts the tetragonality (c/a) as a function of x.

3.1.3. Raman Scattering Investigations

Together with the XRD studies, we employed Raman spectroscopy measurements to investigate
the structure and phase transformation. Raman spectra of BSTM ceramics, excited by a 532 nm laser in
the range of 100–900 cm−1 at room temperature, are shown in Figure 3. When x ≤ 0.06, six Raman
bands at 245, 304, 515, 722, 785, and 840 cm−1 were observed, and the 245, 304, 515, and 722 cm−1

bands corresponded to tetragonal BaTiO3 [27,28]. The Raman band at 305 cm−1, which was assigned
to B1+E(LO+TO) [28], was characteristic of the tetragonal phase [29]. This band gradually weakened,
indicating a decrease in tetragonality, and disappeared at x = 0.07, suggesting a phase transition from
tetragonal to cubic, which was in good accordance with the XRD results.

A noticeable shift in position for the band at 722–730 cm−1 was observed. We propose that doping
with Sm3+ ions will induce the valence change of Mn ions from high valence to low valence for keeping
charge neutrality. Since Mn2+ (0.67 Å) has a larger ionic radius than that of Mn3+ (0.58 Å) and Mn4+

(0.53 Å), the Mn–O bonds have higher covalency, and 722 cm−1 bands shift toward a higher frequency.
A similar behavior was also found in Nd/Mn co-doped BaTiO3 [17].

Two additional 785 and 840 cm−1 bands, which were not observed in BaTiO3 [27–29], appeared in
all samples. The 785 cm−1 band was also observed in Ba(Ti1−xZrx)O3 [30–33] and La0.4Ba0.6Ti0.6RE0.4O3

(RE = Y, Yb) [34] ceramics. Farhi et al. [30] claimed that this band was related to the occurrence of
relaxor properties, but Pokorny et al. [33] and Feteira et al. [34] assigned it to the A1g octahedral
breathing mode. In order to investigate the origin of the 785 cm−1 band, the dielectric permittivity (ε′)
of representative samples with x = 0.04 and 0.07 as a function of temperature at various frequencies
(10–1 × 105 Hz) is shown in Figure 4. The Curie temperature (Tc) of BS4TM and BS7TM remained
unchanged as the frequency increased. The result shows that there was no frequency dispersion
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in BSTM ceramics, which indicated that BSTM ceramics were not relaxor ferroelectrics, but normal
ferroelectrics. Pokorny et al. [33] reported that the A1g octahedral breathing mode was inactive in
BaTiO3 since this mode is symmetrical. However, for BaTiO3-based ceramics with two or more B-site
species, the A1g band became Raman-active. The presence of different ions in the center of the BO6

octahedra created asymmetry in the breathing-like mode, and the width and intensity of this band
was largely temperature-independent in the vicinity of the cubic-to-tetragonal phase transition [33].
Figure 5 shows the temperature-dependent Raman spectra from −30 to 150 ◦C of representative
samples with x = 0.04 and 0.07 at the wavelength of 532 nm. It showed that the band at 785 cm−1 was
almost independent of temperature, as reported in the literature. Therefore, we preferred to assign
the 785 cm−1 band to A1g octahedral breathing mode. In addition, the 304 cm−1 band representing
the tetragonal structure disappeared above 60 and 0 ◦C for x = 0.04 and 0.07 samples, respectively,
indicating that the tetragonal-to-cubic transition temperature (i.e., Tc) decreased with increasing
Sm content.
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Figure 3 shows that the intensity of the 840 cm−1 band increased gradually with Sm content.
We attributed this band to the Raman charge effect, which arose from an internal deformation of the
BO6 octahedron induced by the occupation of trivalent ions (La3+, Nd3+, Sm3+, etc.) at equivalent Ba
sites in the BaTiO3 lattice [35]. The 840 cm−1 band was first reported in La-doped BaTiO3 by Kchikech
and Maglione [36], and its intensity was proportional to the La content. Mazon et al. [37] also observed
the appearance of a new mode at ~850 cm−1 in Nd-doped Ba0.77Ca0.23TiO3 ceramics, and the intensity
of this mode increased linearly with Nd content. Figure 5 shows that the 840 cm−1 band did not
change as a function of temperature, and persisted up to 150 ◦C. It indicated that the tetragonal–cubic
phase transition did not affect the Raman charge effect, as reported in the literature [38].

Figure 6 exhibits room temperature Raman spectra of the representative samples BS7T and BS7TM
excited by 532 and 638 nm lasers in the wide wavenumber range 100–5000 cm−1. BS7T ceramic
with a cubic structure (Figure 6 inset) was prepared under the same conditions (1400 ◦C/12 h)
as BSTM ceramics. Abnormal Raman spectra excited by the 532 nm laser were observed at a
Raman shift > 1000 cm−1 in BS7T and BS7TM. However, these bands were not observed at the
638 nm excitation wavelength. Lu et al. [39] observed similar abnormal Raman spectra in Er-doped
BaTiO3 ceramics, and using different excitation wavelengths, they confirmed that the abnormal Raman
spectra originated from a fluorescent effect of Er3+. Gajović et al. [40] succeeded in observing the
luminescence bands in Y2O3 powders by Raman spectrometer with visible excitations of 514.5 and
488.1 nm. Here, the abnormal Raman spectra in BS7T and BS7TM were very similar to the fluorescent
spectra of Sm-doped phosphors [41]. Therefore, the bands at > 1000 cm−1 were related to a fluorescent
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effect of Sm3+. And the formation of 2Sm•Ba −Mn′′Ti donor-acceptor defect complexes in BSTM led to a
significant decrease in fluorescent intensity of Sm3+ at the 532 nm excitation wavelength.
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3.2. Valence State of Mn Ions

The crystal structure of BaTiO3 doped with Mn is closely related to the valence state of Mn [1,42].
Different valences of Mn ions in BSTM were assessed by EPR. The variable temperature X-band EPR
spectra of BSTM are shown in Figure 7.

As seen from the EPR spectra at 30 ◦C, a clear sextet signal with g ≈ 2.0 was observed in all
samples. The sextet signal was also observed in BaTiO3 containing Mn2+ [43,44]. Mn2+ (3d5) as
a Kramer ion is EPR-active, and showed the sextet hyperfine structure of 55Mn (I = 5/2) [44,45].
In Ba(Ti0.99Mn0.01)O3 ceramics with mixed tetragonal and hexagonal phases, the coexistence of Mn3+

and Mn4+ was determined by EPR technique [8], and the hexagonal phase resulted from the Jahn–Teller
distortion caused by Mn3+

Ti [1]. Because no diffraction peaks of the hexagonal phase were detected in
BSTM ceramics (Figure 2), there were no Mn3+ ions in all samples. Here, the sextet signal was noticed in
all samples, indicating that the Sm3+ donor induced the conversion of high valence state Mn to divalent
Mn. Thus, Mn ions existed as two valence states, Mn2+ and Mn4+, in BSTM with a tetragonal structure
(x ≤ 0.06). This result was in good agreement with previous experimental results. Wang et al. [46]
confirmed that Mn2+ and Mn4+ coexisted in MnCO3-modified (Ba0.85Ca0.15)(Zr0.1Ti0.9)O3 ceramics
with tetragonal phase using XPS.

It was observed that the intensity of the sextet signal from Mn2+ increased with increasing
Sm content. Thus, it could be inferred that more Mn4+ ions converted to Mn2+. Meanwhile,
the crystal structure changed from tetragonal to cubic. We concluded that Mn2+ ions contributed to
tetragonal-to-cubic transformation. Kirianov et al. [42] studied the effect of Mn ions on the BaTiO3

crystal structure under different oxygen pressures. They found that Mn2+ ions promoted the transfer of
BaTi1−xMnxO3 from the tetragonal phase to the cubic phase in a reducing atmosphere. The hyperfine
sextet of Mn2+ was independent of temperature at x = 0.07, as shown in Figure 7d, which implied that
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all of the Mn ions existed as Mn2+ in BS7TM with cubic symmetry. In addition, the tetragonal-to-cubic
transition temperature Tc can be identified by the temperature-dependent EPR spectra, which were
consistent with the results in Figure 5.
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3.3. Dielectric Properties

All samples were electrical insulators with a resistivity of ρ > 1010 Ω cm at room temperature.
The dielectric permittivity (ε′) and dielectric loss (tan δ) as functions of temperature for BSTM measured
at 1 kHz are shown is Figure 8a,b. The dielectric permittivity exhibited a peak at Curie temperature (Tc),
which was related to a ferroelectric (tetragonal)–paraelectric (cubic) phase transition. With increasing
Sm content, the maximum permittivity (ε′m) increased from 5480 to 15,220 and the room temperature
permittivity (ε′RT) increased from 2080 to 13,810. The Curie temperature Tc decreased to room
temperature, and the sample with x = 0.07 satisfied the EIA Y5V specification (i.e., (ε’ − ε’RT)/ε’RT

within +22 to −82% in the temperature range of −30 to 85 ◦C) with tan δ < 0.03. Cai et al. [47] reported
that the occupation of Sm3+ ions on Ba sites in BaTiO3 led to the fall of Tc. Park et al. [14] prepared
Sm-doped BaTiO3 ceramics using the liquid-mix method and solid-state reaction, and found that
Tc moved to lower temperatures with the increase of Sm content. The Figure 8b inset shows that
room temperature tan δ was less than 0.05 over a range from 1 to 106 Hz for x = 0.07. In addition,
the Curie temperature determined by dielectric measurements was in good agreement with the
temperature range of the phase transition presented in variable temperature Raman (Figure 5) and
EPR spectra (Figure 7). Figure 8c shows the frequency dependence of ε′RT in the wide frequency
range of 1–1 × 106 Hz. It was discovered that ε′RT was essentially independent of frequency, similar
to our previous work of BaTiO3 ceramics co-doped with Nd and Mn [17]. It is known that ionic
displacement polarization can maintain the permittivity until a high frequency; however, the space
charge polarization occurs only at low frequencies. Therefore, the ionic displacement polarization
plays a dominate role in BSTM ceramics, and the effect of space charge can be neglected, which may
be ascribed to the formation of 2Sm•Ba −Mn′′Ti defect complexes.
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Figure 8. (a) Dielectric permittivity (ε′) and (b) dielectric loss (tan δ) as functions of temperature for
BSTM ceramics. The insets depict Tc versus x and frequency dependence of room temperature tan δ for
the x = 0.07 sample; (c) variation of room temperature permittivity (ε′RT) as a function of frequency for
BSTM ceramics; (d) curves of 1/ε′ versus temperature at 1 kHz (symbols, experimental data; solid line,
fitting to the Curie–Weiss law). The inset depicts T0 versus x.

Furthermore, the dielectric properties of a normal ferroelectric material meet the Curie–Weiss law
described by the equation as below:

1/ε′ = (T − T0)/C (T > Tc), (3)

where T0 and C denote the Curie–Weiss temperature and the Curie constant, respectively. Figure 8d
presents the inverse dielectric permittivity as a function of temperature at 1 kHz. With increasing Sm
content, T0 decreased from 82.0 to 28.7 ◦C in a manner similar to Tc, as shown in the Figure 8d inset.
The Curie constant C increased at first, and then decreased. BS4TM exhibited the highest value of C. It is
known that the value of C is related to the grain size and porosity of samples [22]. All samples showed
dense microstructures, and BS4TM exhibited the smallest grain size, so the value of C measured in
BS4TM was higher than that of other samples. Table 2 summarizes the dielectric parameters for BSTM
ceramics at a frequency of 1 kHz, including maximum permittivity ε′m, room temperature permittivity
ε′RT, Curie temperature Tc, Curie–Weiss temperature T0, and the Curie constant C.

Table 2. Dielectric parameters for BSTM ceramics.

Sample x ε′m ε′RT Tc (◦C) T0 (◦C) C (×105 ◦C)

BS2TM 0.02 5480 2080 105.5 82.0 1.73
BS4TM 0.04 7620 3030 71.6 57.8 1.77
BS6TM 0.06 14,252 4070 39.5 40.3 1.56
BS7TM 0.07 15,220 13,810 20.4 28.7 1.43
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4. Conclusions

Sm and Mn co-doped BaTiO3 ceramics with different Sm2O3 contents, ranging from 2 to 7 at % Sm,
were synthesized by a conventional solid-state reaction sintering at 1400 ◦C in air for 12 h. The content
of 1 at % Mn was constant in all samples. A homogeneous and dense microstructure was observed in
all samples with an average grain size ranging from 0.8 to 3.5 µm. XRD and RS analysis revealed that
the samples had a single-phase tetragonal structure when x ≤ 0.06 and a cubic structure at x = 0.07.
With increasing Sm content, the unit cell volume was found to decrease continuously, confirming the
substitution of Ba2+ ions by smaller Sm3+ ions in the perovskite lattice. EPR investigation revealed that
Mn ions exhibited the mixed valence states of Mn2+ and Mn4+ in a tetragonal phase (x ≤ 0.06), and all
of the Mn ions existed as Mn2+ in a cubic phase (x = 0.07). The dielectric properties were investigated
as functions of frequency (1–1 × 106 Hz) and temperature (−75 to 200 ◦C). The Curie peak shifted
towards a lower temperature, and the x = 0.07 sample satisfied EIA Y5V specification with ε′RT = 13,810
and tan δ < 0.03. BSTM ceramics as normal ferroelectrics exhibited a near frequency-independent
stability over a frequency range of 1–1 × 106 Hz, implying that ionic displacement polarization plays a
dominate role in BSTM ceramics.

Author Contributions: D.L. and W.Z. conceived and designed this work; Q.L. and J.L. carried out the synthesis of
ceramics, and XRD, dielectric and EPR measurements; T.L. performed the SEM and RS; Q.L. wrote the manuscript;
all the authors participated in the analysis of the experimental data and discussions of the results, as well as
preparation of the paper.

Funding: This research was funded by the National Natural Science Foundation of China (No. 21271084) and of
Jilin Province (20160101290JC), and Changbai Mountain Scholar Distinguished Professor (2015047).

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Langhammer, H.T.; Müller, T.; Felgner, K.-H.; Abichtm, H.-P. Crystal structure and related properties of
manganese-doped barium titanate ceramics. J. Am. Ceram. Soc. 2000, 83, 605–611. [CrossRef]

2. Jayanthi, S.; Kutty, T.R.N. Dielectric properties of 3d transition metal substituted BaTiO3 ceramics containing
the hexagonal phase formation. J. Mater. Sci. Mater. Electron. 2008, 19, 615–626. [CrossRef]

3. Ueoka, H. The doping effects of transition elements on the PTC anomaly of semiconductive ferroelectric
ceramics. Ferroelectrics 1974, 7, 351–353. [CrossRef]

4. Lee, J.-H.; Kim, S.-H.; Cho, S.-H. Valence change of Mn in BaTiO3-based PTCR materials. J. Am. Ceram. Soc.
1995, 78, 2845–2848. [CrossRef]

5. Batllo, F.; Duverger, E.; Jules, J.-C.; Niepce, J.-C.; Jannot, B.; Maglione, M. Dielectric and EPR studies of
Mn-doped barium titanate. Ferroelectrics 1990, 109, 113–118. [CrossRef]

6. Desu, S.B.; Subbarao, E.C. Effect of oxidation states of Mn on the phase stability of Mn-doped BaTiO3.
Ferroelectrics 1981, 37, 665–668. [CrossRef]

7. Rani, A.; Kolte, J.; Gopalan, P. Phase formation, microstructure, electrical and magnetic properties of Mn
substituted barium titanate. Ceram. Int. 2015, 41, 14057–14063. [CrossRef]

8. Lu, D.Y.; Liu, Q.L.; Ogata, T.; Sun, X.Y.; Wang, X.F. Tetragonal phase stabilization caused by Pr ions in
Ba(Ti0.99Mn0.01)O3 with mixed phases. Jpn. J. Appl. Phys. 2011, 50, 035806. [CrossRef]

9. Wang, X.; Gu, M.; Yang, B.; Zhu, S.N.; Cao, W.W. Hall effect and dielectric properties of Mn-doped barium
titanate. Microelectron. Eng. 2003, 66, 855–859. [CrossRef]

10. Glaister, R.M.; Kay, H.F. An investigation of the cubic-hexagonal transition in barium titanate. Proc. Phys. Soc.
1960, 76, 763–771. [CrossRef]

11. Akishige, Y.; Oomi, G.; Yamamoto, T.; Sawaguchi, E. Dielectric properties of ferroelectric hexagonal BaTiO3.
J. Phys. Soc. Jpn. 1989, 58, 930–939. [CrossRef]

12. Morrison, F.D.; Sinclair, D.C.; West, A.R. Electrical and structural characteristics of lanthanum-doped barium
titanate ceramics. J. Appl. Phys. 1999, 86, 6355–6366. [CrossRef]

13. Yao, Z.H.; Liu, H.X.; Liu, Y.; Wu, Z.H.; Shen, Z.Y.; Liu, Y.; Cao, M.H. Structure and dielectric behavior of
Nd-doped BaTiO3 perovskites. Mater. Chem. Phys. 2008, 109, 475–481. [CrossRef]

http://dx.doi.org/10.1111/j.1151-2916.2000.tb01239.x
http://dx.doi.org/10.1007/s10854-007-9410-6
http://dx.doi.org/10.1080/00150197408238043
http://dx.doi.org/10.1111/j.1151-2916.1995.tb08065.x
http://dx.doi.org/10.1080/00150199008211399
http://dx.doi.org/10.1080/00150198108223516
http://dx.doi.org/10.1016/j.ceramint.2015.07.023
http://dx.doi.org/10.7567/JJAP.50.035806
http://dx.doi.org/10.1016/S0167-9317(02)01011-0
http://dx.doi.org/10.1088/0370-1328/76/5/317
http://dx.doi.org/10.1143/JPSJ.58.930
http://dx.doi.org/10.1063/1.371698
http://dx.doi.org/10.1016/j.matchemphys.2007.12.019


Materials 2019, 12, 678 12 of 13

14. Park, I.J.; Han, Y.H.; Zhu, K.J.; Wang, J.; Qiu, J.H. Effects of synthesized method on the properties of
Sm-doped BaTiO3. Met. Mater. Int. 2014, 20, 1157–1161. [CrossRef]

15. Sun, Q.M.; Gu, Q.L.; Zhu, K.J.; Wang, J.; Qiu, J.H. Stabilized temperature-dependent dielectric properties of
Dy-doped BaTiO3 ceramics derived from sol-hydrothermally synthesized nanopowders. Ceram. Int. 2016,
42, 3170–3176. [CrossRef]

16. Lu, D.Y.; Toda, M. High-permittivity double rare-earth-doped barium titanate ceramics with diffuse phase
transition. J. Am. Ceram. Soc. 2006, 89, 3112–3123. [CrossRef]

17. Liu, Q.L.; Liu, J.W.; Lu, D.Y.; Zheng, W.T.; Hu, C.Q. Structural evolution and dielectric properties of Nd and
Mn co-doped BaTiO3 ceramics. J. Alloy Compd. 2018, 760, 31–41. [CrossRef]

18. Gong, G.S.; Fang, Y.J.; Zerihun, G.; Yin, C.Y.; Huang, S.; Yuan, S.L. Investigation of A-site La substituted
BaTi0.96Mn0.04O3 ceramics: Searching for ferromagnetic origin. J. Appl. Phys. 2014, 115, 243902. [CrossRef]

19. Dieter, G.E. Mechanical Metallurgy, 3rd ed.; MCgraw-Hill Book Company: New York, NY, USA, 1988;
pp. 191–193.

20. Lu, D.Y.; Yin, S.; Cui, S.Z. A fine-grained and low-loss X8R (Ba1−xDyx)(Ti1−x/2Cax/2)O3 ceramic.
J. Alloy Compd. 2018, 762, 282–288. [CrossRef]

21. Albertsen, K.; Hennings, D.; Steigelmann, O. Donor-acceptor charge complex formation in barium titanate
ceramics: Role of firing atmosphere. J. Electroceram. 1998, 2, 193–198. [CrossRef]

22. Paunovic, V.; Mitic, V.V.; Prijic, Z.; Zivkovic, L. Microstructure and dielectric properties of Dy/Mn doped
BaTiO3 ceramics. Ceram. Int. 2014, 40, 4277–4284. [CrossRef]

23. Kishi, H.; Kohzu, N.; Iguchi, Y.; Sugino, J.; Kato, M.; Ohsato, H.; Okuda, T. Occupation sites and dielectric
properties of rare-earth and Mn substituted BaTiO3. J. Eur. Ceram. Soc. 2001, 21, 1643–1647. [CrossRef]

24. Shannon, R.D. Revised effective ionic radii and systematic studies of interatomic distances in halides and
chalcogenides. Acta Cryst. 1976, A32, 751–767. [CrossRef]

25. Sun, H.; Wang, X.; Yao, X. Structure and electric properties of Sm doped BaTiO3 ceramics. Ferroelectrics 2010,
404, 99–104. [CrossRef]

26. Tsur, Y.; Dunbar, T.D.; Randall, C.A. Crystal and defect chemistry of rare earth cations in BaTiO3.
J. Electroceram. 2001, 7, 25–34. [CrossRef]

27. Eror, N.G.; Loehr, T.M.; Cornilsen, B.C. Low temperature hexagonal BaTiO3 polymorph and carbonate
adsorption. Ferroelectrics 1980, 28, 321–324. [CrossRef]

28. Venkateswaran, U.D.; Naik, V.M.; Naik, R. High-pressure Raman studies of polycrystalline BaTiO3.
Phys. Rev. B 1998, 58, 14256–14260. [CrossRef]

29. Begg, B.D.; Finnie, K.S.; Vance, E.R. Raman Study of the Relationship between Room-Temperature
Tetragonality and the Curie Point of Barium Titanate. J. Am. Ceram. Soc. 1996, 79, 2666–2672. [CrossRef]

30. Farhi, R.; El Marssi, M.; Simon, A.; Ravez, J. A Raman and dielectric study of ferroelectric Ba(Ti1−xZrx)O3

ceramics. Eur. Phys. J. B 1999, 9, 599–604. [CrossRef]
31. Dobal, P.S.; Dixit, A.; Katiyar, R.S.; Yu, Z.; Guo, R.; Bhalla, A.S. Phase transition behavior of BaZrxTi1−xO3

ceramics. J. Raman Spectrosc. 2001, 32, 69–71. [CrossRef]
32. Miao, S.; Pokorny, J.; Pasha, U.M.; Thakur, O.P.; Sinclair, D.C.; Reaney, I.M. Polar order and diffuse scatter in

Ba(Ti1−xZrx)O3 ceramics. J. Appl. Phys. 2009, 106, 114111. [CrossRef]
33. Pokorny, J.; Pasha, U.M.; Ben, L.; Thakur, O.P.; Sinclair, D.C.; Reaney, I.M. Use of Raman spectroscopy to

determine the site occupancy of dopants in BaTiO3. J. Appl. Phys. 2011, 109, 114110. [CrossRef]
34. Feteira, A.; Elsebrock, R.; Dias, A.; Moreira, R.L.; Lanagan, M.T.; Sinclair, D.C. Synthesis and characterisation

of La0.4Ba0.6Ti0.6RE0.4O3 (where RE = Y, Yb) ceramics. J. Eur. Ceram. Soc. 2006, 26, 1947–1951. [CrossRef]
35. Han, D.D.; Lu, D.Y.; Sun, X.Y. Structural evolution and dielectric properties of (Ba1−xNdx)(Ti1−yFey)O3

ceramics. J. Alloys Compd. 2013, 576, 24–29. [CrossRef]
36. Kchikech, M.; Maglione, M. Electron and lattice excitations in BaTiO3: La. J. Phys. Condens. Matter. 1994, 6,

10159–10170. [CrossRef]
37. Mazon, T.; Hernandes, A.C.; Filho, A.G.S.; Moraes, A.P.A.; Ayala, A.P.; Freire, P.T.C.; Filho, J.M. Structural

and dielectric properties of Nd3+-doped Ba0.77Ca0.23TiO3 ceramics. J. Appl. Phys. 2005, 97, 104113. [CrossRef]
38. Lu, D.Y.; Cui, S.Z. Defects characterization of Dy-doped BaTiO3 ceramics via electron paramagnetic resonance.

J. Eur. Ceram. Soc. 2014, 34, 2217–2227. [CrossRef]
39. Lu, D.Y.; Cheng, W.; Sun, X.Y.; Liu, Q.L.; Li, D.X.; Li, Z.Y. Abnormal Raman spectra in Er-doped BaTiO3

ceramics. J. Raman Spectrosc. 2014, 45, 963–970. [CrossRef]

http://dx.doi.org/10.1007/s12540-014-6021-7
http://dx.doi.org/10.1016/j.ceramint.2015.10.107
http://dx.doi.org/10.1111/j.1551-2916.2006.00893.x
http://dx.doi.org/10.1016/j.jallcom.2018.05.089
http://dx.doi.org/10.1063/1.4884221
http://dx.doi.org/10.1016/j.jallcom.2018.05.171
http://dx.doi.org/10.1023/A:1009926916939
http://dx.doi.org/10.1016/j.ceramint.2013.08.092
http://dx.doi.org/10.1016/S0955-2219(01)00083-8
http://dx.doi.org/10.1107/S0567739476001551
http://dx.doi.org/10.1080/00150193.2010.482459
http://dx.doi.org/10.1023/A:1012218826733
http://dx.doi.org/10.1080/00150198008227099
http://dx.doi.org/10.1103/PhysRevB.58.14256
http://dx.doi.org/10.1111/j.1151-2916.1996.tb09032.x
http://dx.doi.org/10.1007/s100510050803
http://dx.doi.org/10.1002/1097-4555(200101)32:1&lt;69::AID-JRS673&gt;3.0.CO;2-3
http://dx.doi.org/10.1063/1.3253735
http://dx.doi.org/10.1063/1.3592192
http://dx.doi.org/10.1016/j.jeurceramsoc.2005.09.095
http://dx.doi.org/10.1016/j.jallcom.2013.04.120
http://dx.doi.org/10.1088/0953-8984/6/46/031
http://dx.doi.org/10.1063/1.1901834
http://dx.doi.org/10.1016/j.jeurceramsoc.2014.02.003
http://dx.doi.org/10.1002/jrs.4575


Materials 2019, 12, 678 13 of 13
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