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Abstract: Here, we show that wet impregnation of ZrO2 nanoparticles with 10% and 20% Eu
oxide followed by thermal anneal in air above 500 ◦C produces full stabilization of the tetragonal
phase of ZrO2 without evidencing any phase separation. The bare ZrO2 nanoparticles were
obtained using three synthetic methods: oil in water microemulsion, rapid hydrothermal, and
citrate complexation methods. The homogeneity of the solid solutions was assessed using X-ray
diffraction, Raman spectroscopy, high resolution transmission electron microscopy, and advanced
luminescence spectroscopy. Our findings show that wet impregnation, which is a recognized method
for obtaining surface doped oxides, can be successfully used for obtaining doped oxides in the bulk
with good homogeneity at the atomic scale. The limits of characterization technique in detecting
minor phases and the roles of dopant concentration and host structure in formation of phase stabilized
solid solutions are also analyzed and discussed.

Keywords: ZrO2; tetragonal phase stabilization; average structure; local symmetry; wet
impregnation; luminescence

1. Introduction

Zirconium oxide (ZrO2) is a well-established ceramic material where the physical and chemical
properties depend strongly on the structural phase leading to a variety of applications [1,2]. Both
tetragonal and cubic phases can be stabilized at ambient temperatures upon doping with trivalent ions
such as Y3+ or lanthanides (Ln) [3,4]. Due to the facile doping of the Ln metals in ZrO2 lattice, there are
many reports that describe the potential applications of Ln doped ZrO2 as dielectric film transistor [5],
white light emitting diodes [6], catalysis [7,8], fuel cells [9], temperature sensor [10], oxygen sensor [11],
dosimetry [12], photocatalyst [13], and bioimaging [14]. Among the Ln series, Eu is considered as an
ideal dopant/stabilizer as the average structural properties of ZrO2 can be correlated with the local
scale properties around Eu. As such, Eu shows distinct changes in the emission/excitation spectra and
excited state dynamics with changes in the local symmetry with fingerprint emissions characteristic
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to monoclinic and tetragonal phases identified and extensively described [15–20]. The mechanism of
tetragonal and cubic phase stabilization using lanthanide doping is well-established. According to
Li et al. [4], the oversized aliovalent lanthanide metals are effective for the stabilization of tetragonal
and cubic phases at room temperature via generation of the oxygen ion vacancies. To maintain its
effective coordination number close to 7, as required by the (partial) covalent nature of the Zr–O
bond, the ZrO2 lattice assumes a crystal structure, which offers an 8- coordination number (typically
tetragonal or cubic structures) and simultaneously incorporates the generated oxygen vacancies into
the lattice as the nearest neighbors to Zr4+ cations, and thus, next- nearest neighbors to the trivalent Ln.

So far, ZrO2 nanoparticles stabilized in the tetragonal/cubic phase by lanthanide doping are
obtained using a multitude of synthetic approaches that include: microemulsion oil in water [18,19,21],
hydrothermal/rapid hydrothermal [22–25], coprecipitation [26,27], sol-gel [28,29], Pechini process [30],
sol-emulsion-gel [11,31,32], combustion synthesis [13,33–36], solar physical vapor deposition [37],
and complex polymerization method [38]. To the best of authors’ knowledge, there is no study that
investigates the effect of wet impregnation with a lanthanide oxide on the tetragonal/cubic phase
stabilization of ZrO2 nanoparticles. Wet impregnation, otherwise a well-known method used for
synthesis of heterogeneous catalysts, exposes the host oxide to a liquid containing the precursor of the
dopant, which is then dried and heated in air. In the best scenario, the final result is a surface-doped
oxide without formation of a separate phase of dopant oxide or a submonolayer of the dopant oxide
on the host oxide [39]. In the case of ZrO2, homogenous doping in the bulk by wet impregnation with
a high amount of lanthanide oxide typically needed for phase stabilization therefore seems highly
improbable. Here, we investigate the effects of wet impregnation on the structural phase of ZrO2

nanoparticles by use of X-ray diffraction (XRD), Raman spectroscopy, transmission electron microscopy
(HRTEM), and advanced luminescence spectroscopy. We show that wet impregnation of ZrO2 with
10% and 20% Eu oxide followed by thermal anneal in air above 500 ◦C leads to solid solutions of
tetragonal phase that are homogenous at the atomic scale. The doping efficiency does not depend on
the synthetic route used in synthesis of bare ZrO2 (rapid hydrothermal, oil in water microemulsion,
or citrate complexation method), or surface area (that vary from 250–300 m2/g to few m2/g). The
complementarity between the characterization techniques highlights the ability of luminescence to
detect minor monoclinic phase disregarded by both X-ray diffraction and Raman spectroscopy. A
comparison with another significant fluorite oxide, CeO2, highlights the key role played by the fluorite
structure in the efficiency of “dissolving” the lanthanide oxides.

2. Materials and Methods

2.1. Nanoparticles Synthesis

Bare ZrO2 nanoparticles were prepared using three distinct synthetic routes: oil in water
microemulsion (OW), rapid hydrothermal (RH), and citrate complexation (CIT) methods. Details
on each of the method are published elsewhere [18,28,40]. These supports were impregnated with
10% Eu (in the case of OW and RH) and 20% Eu (in the case of CIT). A brief description of the
synthesis procedures is however presented. For the microemulsion synthesis, the following precursors
were chosen: Synperonic®10/6, Zirconium (IV) ethylhexanoate (Alfa Aesar, Ward Hill, MA, USA),
and Hexane (Merck, Whitehouse Station, NJ, USA). The employed microemulsion system was:
water/Synperonic®10/6/hexane. An isotropic solution at 35 ◦C was obtained by mixing all the
above-mentioned components. The maturation time was 48 h after the pH was adjusted to 11. The
obtained precipitate was washed using a mixture of ethanol and chloroform (1:1). Zirconium nitrate
(Alfa Aesar, Ward Hill, MA, USA ) was chosen as a precursor alongside citric acid (Alfa Aesar, Ward
Hill, MA, USA) for the citrate complexation method. A homogeneous solution was obtained by mixing
the zirconium precursor with the citric acid (1:1.2 molar ratio) in water. Zirconium ethoxide (Sigma
Aldrich, St. Louis, MO, USA) was chosen as a precursor for this rapid hydrothermal method. The
zirconium precursor was rapidly added as a powder in boiling water in order to obtain zirconium
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oxide nanoparticles. All the intermediate products were dried in air at 70 ◦C overnight. Impregnation
of 1g ZrO2 with a 0.004 M solution of EuCl3·6H2O (Fluka, Waltham, MA, USA) with 10% Eu (OW
and RH) or 20% Eu (CIT). The suspensions were stirred for 12 h at 60 ◦C, and then the separated solid
was dried for 4 h at 80 ◦C under vacuum. Samples were calcined at 500 and 1000 ◦C in air with a
heating/cooling rate of 10 ◦C/min and kept for 4 h at the maximum anneal temperature

The Brunauer–Emmett–Teller (BET) method was used to calculate the surface area from the
data obtained at P/P0 (P = partial vapor pressure of adsorbate gas in equilibrium with the surface
at 77.4 K; P0 = saturated pressure of adsorbate gas) between 0.01 and 0.995 sizes. Surface area (BET)
measurements were conducted on precalcined samples (at 450 ◦C).

2.2. Compositional, Structural, and Morphological Characterization

The SEM micrographs and EDX spectra were acquired using an FEI Inspect S Electron Scanning
Microscope (FEI, Hillsboro, OR, USA). Microbeam X-ray fluorescence (micro-XRF) spectrometry was
performed on a custom-made instrument with an X-ray tube: Oxford Instruments (Abingdon, United
Kingdom), Apogee 5011, Mo target, focus spot ≈40 µm, max. high voltage 50 kV, max current 1 mA,
Amptek X-123 complete X-Ray spectrometer with Si-PIN detector. The key element of the micro-XRF
instrument is an X-ray polycapillary minilens (IfG-Institute for Scientific Instruments, Berlin, Germany)
which provides a focal spot size on the sample of 15–20 µm. Powder X-ray diffraction (XRD) patterns
were recorded on a Shimadzu XRD-7000 diffractometer (Shimadzu Corp., Kyoto, Japan) using Cu
Kα radiation (λ = 1.5418 Å, 40 kV, 40 mA) at a scanning speed of 0.10 degrees/min in the 10◦–90◦ 2Θ
range. The crystallite size was estimated using the Scherrer equation. Raman spectra were acquired
in the extended spectral region from 150 to 4000 cm−1. Raman analysis was carried out with a
Horiba JobinYvon-Labram HR UV-Visible-NIR Raman Microscope Spectrometer (Horiba Ltd., Kyoto,
Japan) using the excitation wavelengths at 488, 514, and 633 nm. For TEM measurements, samples
were prepared by grinding them in a mortar, followed by ultrasonic dispersion in ethanol and drop
casting on a TEM grid provided with a holey carbon membrane. The specimens were analyzed using
two electron microscopes. The low-magnification and HRTEM images, as well as the EDS (energy
dispersive X-ray spectroscopy) spectra, were recorded using a JEM 2100 analytical TEM (JEOL Ltd.,
Tokyo, Japan) operated at 200 kV.

2.3. Luminescence

The photoluminescence measurements were carried out at room temperature and T = 80 K (by
use of exchange gas cryostat) using a Fluoromax 4 spectrofluorometer (Horiba Ltd., Kyoto, Japan)
operated in both the fluorescence and the phosphorescence mode. For excitation spectra the integration
window varied between 0.1 and 0.5 s, the slits were varied from 0.1 to 1 nm in excitation, and from 1
to 3 nm in emission. The emission decays were measured by using the “decay by delay” feature of
the phosphorescence mode. The repetition rate of the xenon flash lamp was 25 Hz, the integration
window was set to 10 ms, the delay after flash varied between 0.03 and 25 ms, and up to 30 flashes
were accumulated per data point. The average decay lifetime was calculated as integrated area of
normalized emission decay. Time-resolved (gated) emission spectra (TRES) were recorded at low
temperature, T = 80 K (by use of exchange gas cryostat), using a wavelength tunable NT340 Series
EKSPLA OPO (Optical Parametric Oscillator, EKSPLA, Vilnius, Lithuania) for samples excitation
(210–2300 nm), operated at 10 Hz. The tunable wavelength laser has a narrow linewidth (<5 cm−1,
which makes the laser a high selective excitation source) with a scanning step and output energy
depending on the spectral region. As a detection system, an intensified CCD (iCCD) camera (Andor
Technology Ltd., Belfast, Ireland) coupled to a spectrograph (Shamrock 303i, Andor, Belfast, Ireland)
was used. The TRES were collected using the box car technique. The gain of the micro-channel plate
(MCP gain) was set to 100. The emission was detected in the spectral range of 500 nm < λem < 750 nm
with a spectral resolution from 0.05 to 0.45 nm and the input slit of the spectrograph was set to 10 µm
with a delay after the laser pulse varying from a few µs to 40 ms. The temperature of the iCCD was
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lowered to −20 ◦C for a better signal to noise ratio (S/N). For all measurements done using the iCCD,
cut off filters were used to protect the detector from the excitation light.

3. Results

3.1. Assessment of Solid Solution Homogeneity by X-Ray Diffraction, Raman Spectroscopy, and Transmission
Electron Microscopy

Throughout the text, the impregnated ZrO2 with 10% or 20% Eu are labelled as 10Eu(I)–ZrO2

(OW), 10Eu(I)–ZrO2 (RH), and 20Eu(I)–ZrO2 (CIT), where OW, RH, and CIT refer to oil in water
microemulsion, rapid hydrothermal, and citrate complexation methods, respectively, used in the
synthesis of bare ZrO2 nanoparticles. Oil in water microemulsion proved to be superior to the water
in oil microemulsion method since the major (continuous) phase was water, while keeping the great
advantages of the microemulsion method for the particle preparation (excellent control of nanoparticle
characteristics such as size, composition, good crystallinity, high-surface area, etc.). However, this
method has a few disadvantages due to separation and numerous washing steps and use of different oil
phases that lead to low reproducibility [41,42]. The rapid-hydrothermal synthesis method assumes the
immersion of alkoxide precursor powders into boiling water [40]. The advantages of this experimental
method relate to the simple experimental setup and easily controllable particle size in time. Low
reproducibility of the products due to their high dependence on the experimental conditions and the
fact that high reaction rates cannot be expected represent important disadvantages of this procedure.
Sol-gel citrate produces homogeneous nanopowders that involve the growth of metal oxo-polymers
in a solvent. The sol-gel process involves hydrolysis and condensation, which are generally fast and
need to be inhibited to avoid precipitation and allow sol or gel formation [43]. Simple synthesis steps
and good reproducibility of this method are its main characteristics; however, particle agglomeration
may be significant. All methods deliver amorphous particles with small, below 10 nm crystallite sizes.
Surface area (BET) measurements on precalcined samples (at 450 ◦C) delivered values of few m2/g
(CIT), and up to 250–300 m2/g for OW and RH samples. Prior to investigations, the bulk elemental
composition of 10% (OW and RH) and 20% impregnated ZrO2 (CIT) was measured using EDX-SEM
and X-ray fluorescence.

As shown in Figure 1a,b and Table 1, the estimated values were in good agreement with
the nominal concentration determined from precursors. Figure 1c gathers the XRD patterns of
10Eu(I)–ZrO2 (OW), 10Eu(I)–ZrO2 (RH), and 20Eu(I)–ZrO2 (CIT) following annealing in air at 500 and
1000 ◦C. Except for the 20Eu(I)–ZrO2 annealed at 500 ◦C, all patterns display a pure tetragonal phase
(04-013-4748) (space group P42/nmc). Within the instrumental sensitivity limit of XRD of a few %,
the presence of additional impurity phases (e.g., ZrO2 monoclinic-PDF card: 00-036-0420) was not
detected. Apparently, homogenous solid solutions were being formed even following mild calcination
at 500 ◦C (Figure 1c). In the case of 20Eu(I)–ZrO2 (CIT), the broadened X-ray diffraction patterns due
to the small crystallite size (around 3 nm) hindered the discrimination between cubic and tetragonal
phases, as the tetragonal (P42/nmc) phase is a slightly distorted variant of the cubic phase (Fm3m) [1].
As listed in Table 1, the crystallite sizes estimated using the Scherrer equation increased from 13 nm
and 15 nm to 23 nm and 17 nm for the 10Eu(I)–ZrO2 (OW) and 10Eu(I)–ZrO2 (RH), respectively, and
from a few nm to 16 nm for 20Eu(I)–ZrO2 (CIT) with the increase of the annealing temperature from
500 to 1000 ◦C.

Selected Raman spectra following annealing at 1000 ◦C are gathered in Figure 1d. To eliminate
any interference from the relatively more intense luminescence lines of Eu, the Raman spectra were
measured at three excitation wavelengths (488, 514 and 633 nm). For comparison purposes, the Raman
spectra of the monoclinic and tetragonal ZrO2 (RH support annealed at 1000 and 500 ◦C, respectively)
used as references, are also included. The crystal structure of tetragonal ZrO2 is a body-centered
lattice with the space group P42/nmc with Zr(4+) eight fold coordinated to oxygen atoms in D2d
point group symmetry. Raman spectra show five of the six fundamental optical modes in the range
of 200 to 700 cm−1, namely at 265 cm−1 (B1g), 318 cm−1 (Eg), 470 cm−1 (Eg), and 649 cm−1 (A1g), at
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similar positions regardless of the excitation wavelength and therefore assigned unambiguously to the
Raman bands of tetragonal ZrO2 [44]. For the OW sample, a small contribution from the monoclinic
phase via the phonon band doublet modes Bg and Ag at 178 and 190 cm−1, respectively, that were not
overlapped with any tetragonal bands was clearly observed. Additional phonon modes characteristic
of Eu2O3 C-phase were not detected in any of the impregnated samples.

Nanomaterials 2018, 8, x FOR PEER REVIEW  4 of 13 

 

3. Results 

3.1. Assessment of Solid Solution Homogeneity by X-Ray Diffraction, Raman Spectroscopy, and 
Transmission Electron Microscopy 

Throughout the text, the impregnated ZrO2 with 10% or 20% Eu are labelled as 10Eu(I)–ZrO2 
(OW), 10Eu(I)–ZrO2 (RH), and 20Eu(I)–ZrO2 (CIT), where OW, RH, and CIT refer to oil in water 
microemulsion, rapid hydrothermal, and citrate complexation methods, respectively, used in the 
synthesis of bare ZrO2 nanoparticles. Oil in water microemulsion proved to be superior to the water 
in oil microemulsion method since the major (continuous) phase was water, while keeping the great 
advantages of the microemulsion method for the particle preparation (excellent control of 
nanoparticle characteristics such as size, composition, good crystallinity, high-surface area, etc.). 
However, this method has a few disadvantages due to separation and numerous washing steps and 
use of different oil phases that lead to low reproducibility [41,42]. The rapid-hydrothermal synthesis 
method assumes the immersion of alkoxide precursor powders into boiling water [40]. The 
advantages of this experimental method relate to the simple experimental setup and easily 
controllable particle size in time. Low reproducibility of the products due to their high dependence 
on the experimental conditions and the fact that high reaction rates cannot be expected represent 
important disadvantages of this procedure. Sol-gel citrate produces homogeneous nanopowders that 
involve the growth of metal oxo-polymers in a solvent. The sol-gel process involves hydrolysis and 
condensation, which are generally fast and need to be inhibited to avoid precipitation and allow sol 
or gel formation [43]. Simple synthesis steps and good reproducibility of this method are its main 
characteristics; however, particle agglomeration may be significant. All methods deliver amorphous 
particles with small, below 10 nm crystallite sizes. Surface area (BET) measurements on precalcined 
samples (at 450 °C) delivered values of few m2/g (CIT), and up to 250–300 m2/g for OW and RH 
samples. Prior to investigations, the bulk elemental composition of 10% (OW and RH) and 20% 
impregnated ZrO2 (CIT) was measured using EDX-SEM and X-ray fluorescence. 

 
Figure 1. (a) Elemental chemical analysis using EDS (10Eu–ZrO2(OW)). The C and Cu peaks were 
present due to the copper grid provided with a carbon membrane; (b) XRF spectra of 10Eu(B)–ZrO2 
(OW), 10Eu(I)–ZrO2 (OW), 10Eu(I)–ZrO2 (RH) and 20Eu(I)–ZrO2 (CIT); (c) XRD patterns, annealing 
temperatures of 500 and 1000 °C; and (d) selected Raman spectra, annealing temperature of 1000 °C. 

Figure 1. (a) Elemental chemical analysis using EDS (10Eu–ZrO2(OW)). The C and Cu peaks were
present due to the copper grid provided with a carbon membrane; (b) XRF spectra of 10Eu(B)–ZrO2

(OW), 10Eu(I)–ZrO2 (OW), 10Eu(I)–ZrO2 (RH) and 20Eu(I)–ZrO2 (CIT); (c) XRD patterns, annealing
temperatures of 500 and 1000 ◦C; and (d) selected Raman spectra, annealing temperature of 1000 ◦C.

Table 1. Crystallite size and cell parameters of 10Eu(I)–ZrO2 (OW, RH) and 20Eu(I)–ZrO2 (CIT)
following annealing at 500 and 1000 ◦C. Bare ZrO2 nanoparticles were amorphous prior to annealing,
irrespective of the synthetic route.

Crystallite Size (nm) Calculated from XRD, (±0.5 nm) and Cell
Parameters (±5 × 10−4 Å)

Eu Concentration
Estimated from XRF

Data (±1.5%)

Sample 500 ◦C c a 1000 ◦C c a
10Eu(I)-ZrO2(RH) 13 5.135 3.626 23.3 5.185 3.606 9.6%
10Eu(I)-ZrO2(OW) 15 5.130 3.627 16.5 5.194 3.608 9.1%
10Eu(B)-ZrO2(OW) 14.4 5.189 3.613 16.2 5.200 3.614 10.2%
20Eu(I)-ZrO2(CIT) * - - 16.5 5.220 3.673 21.4%

*—XRD reflections were too broad to estimate whether Eu stabilizes the tetragonal/cubic phase or eliminate the
presence of parasite phases.

Due to the small content of monoclinic content detected using Raman spectroscopy, we selected
the OW sample (1000 ◦C annealing) for TEM characterization. As shown in Figure 2a, a relatively
narrow range of particle sizes was measured, ranging from 20 to 40 nm, which suggested a mild
agglomeration when compared with the values of crystallite sizes estimated from XRD (Table 1). The
selected area electron diffraction (SAED) pattern exhibited a mixture of crystallographic structures with
tetragonal and monoclinic ZrO2 as a major and minor phase, respectively (Figure 2b,c). In Figure 2b,
half rings have been drawn through the scattered diffraction spots of the tetragonal phase, indicating
also the corresponding Miller indices, in agreement with the PDF Card 88–1007 of tetragonal ZrO2. A
series of spots were observable next to these rings that were related to the monoclinic phase of ZrO2 in
agreement with the PDF card 88–2390 (Figure 2c). The formation of the secondary monoclinic phase
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was also confirmed using high-resolution TEM images in Figure 2d. Lattice parameters and overall
scale-factor were determined by refinement of whole powder pattern fitting, which allowed the tuning
of lattice parameters via iterations in order to find a fit with known lattice parameters [45].
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Figure 2. (a) TEM image showing typical wet impregnated 10Eu(I)–ZrO2 (OW) nanoparticles with a
size below 50 nm. (b,c) Corresponding SAED pattern and an enlarged part of it proving the formation
of the ZrO2 tetragonal dominant phase and of a minor monoclinic phase. (d) HRTEM image and
(e) zoomed-in images from three different areas confirming the occurrence of a minor monoclinic phase.

The quantitative analysis of the EDS spectra revealed some non-uniformity in Eu local
concentrations that vary from as low as 2.2 at% to 9.2 at%, which explains the occurrence of the
monoclinic and tetragonal polymorphs. The minor monoclinic phase of impregnated 10Eu(I)–ZrO2,
disregarded by XRD (Figure 1b) but detected by Raman spectroscopy (Figure 1c), could also be revealed
by HRTEM in a nice example of techniques complementarity.
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3.2. Use of Eu Luminescence as a Local Probe

3.2.1. Overview of the Luminescence Properties

The main structural difference between monoclinic, tetragonal, and cubic phases of zirconia is
given by the displacements of the lattice oxygen atoms; therefore, consideration of the local atomic
structure is essential to fully understand the effect of doping on ZrO2 [3,4]. An effective approach
for local structure investigations is based on Eu luminescence, which is highly sensitive to local
symmetry. The local symmetry at the Eu site varies from low C2, (Cs or C1) symmetry in seven-fold
coordination in monoclinic phase, to the higher symmetry (eight-fold coordination) of tetragonal (D2d)
or cubic (Oh) phases. The emission properties of Eu in fully stabilized tetragonal/cubic ZrO2 (all
obtained exclusively by bulk doping methods) are well documented in the literature and the reader
can refer to References [6,10,11,15–20,25,27,33,35,36,38,46–48]. Usually, in these studies, the excitation
was performed using UV that contained the absorption profiles of tetragonal ZrO2 [1] and O2−–Eu
oxygen charge transfer [49] or f-f absorption transitions of Eu at 394 and 464 nm. To check on the
homogeneity at the atomic scale of 10Eu(I)–ZrO2 (OW, RH) and 20Eu(I)–ZrO2 (CIT) (all samples at
1000 ◦C annealing), we have performed extensive low-temperature (80K), site selective, time-gated
excitation spanning the UV to visible spectral range. A selection of emission/excitation spectra
obtained under excitation across the 7F0-5D2 hypersensitive transition around 464 nm is illustrated in
Figures 3 and 4.
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Figure 3. Comparison between the site-selective emission spectra of 10Eu(I)–ZrO2 (OW, RH) and
20Eu(I)–ZrO2 (CIT) performed at low temperature (T = 80 K). For comparison only, a selection of
emission spectra of 10% Eu bulk doped using the OW method and labelled as 10Eu(B)–ZrO2(OW)
is also included. The dotted green line highlights the appearance of the tetragonal fingerprint
emission (defined by the 606 nm peak). The green highlighted spectra correspond to well-separated
tetragonal emission. The yellow highlighted spectra represent the contribution from the monoclinic
fingerprint mission.

Several general characteristics emerge from the comparison of emission spectra in Figure 3: (1) The
emission shape characteristic of the 5D0 level of Eu changes with the excitation wavelength while
the associated width varies from 1 to 10 nm, which sustains the coexistence of both ordered and
disordered local environments. (2) The spectral feature around 606 nm characteristic of Eu substituting
for Zr in tetragonal sites [17–19,27,30,49] (with no defect nearby or not locally charge-compensated)
can be observed at selected wavelengths. In tetragonal ZrO2, the eight-folded Zr(4+) has two sets
of short (2.17 Å) and long (2.36 Å) Zr–O bond lengths, which define a D2d inversion, that is a less
symmetrical environment around Zr [3]. The well-known emission fingerprint of Eu in tetragonal
zirconia is given by two emissions bands of comparable intensity at 591 nm (corresponding to the
merging of the two permitted 5D0-7F1 transition lines) and ≈606 nm (which is the strongest among
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the four allowed 5D0-7F2 lines), (the green highlighted spectra in Figure 3). (3) Basically, there are
no differences observed between the emission shapes when comparing the wet impregnated and
bulked doped samples (OW). (4) The excitation modes and emission dynamics are similar across OW
and RH samples (Figure 4). This means that not only the electronic interactions between the dopant
and zirconia host (excitation spectra), but also the balance between the radiative (local symmetry)
and non-radiative transition probabilities (due to interaction between Eu ions or between Eu with
structural and surface defects) are similar across the three samples. (5) For the 20Eu(I)–ZrO2(CIT), the
Eu local environment is remarkably homogenous, as shown by the constancy of the emission shape
with the excitation wavelength. The emission is broader as compared to typical emission of RH and
OW samples, as a result of the enhanced amount of oxygen vacancies generated by the higher Eu
concentration. Most of these apparently locate near to Eu, since the fingerprint emission of Eu in
tetragonal sites at 606 nm can be separated only under time-gated emission conditions (using at least
10 ms delay after the laser pulse).Nanomaterials 2018, 8, x FOR PEER REVIEW  9 of 13 
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Figure 4. Comparison between excitation spectra and emission decays of 10Eu(I)–ZrO2 (OW,
RH) and 20Eu(I)–ZrO2 (CIT). For comparison only, the excitation spectra and emission decays of
10Eu(B)–ZrO2(OW) are also included. To separate the tetragonal and monoclinic contributions, the
monitored emission wavelengths were set at 606 and 614 nm, while the excitation wavelengths were
set at 250 and 300 nm. All samples were annealed at 1000 ◦C. The measurements were performed at
room temperature.

3.2.2. Assessment of Solid Solution Homogeneity at the Atomic Scale. Comparison with CeO2

We further checked on the homogeneity at the atomic scale of the impregnated tetragonal zirconia
samples. More specifically, we looked for the sources that might interfere with Eu emission substituting
for Zr lattice sites identified as (1) Eu in minor monoclinic phase, (2) segregated Eu as Eu2O3 phase,
(3) Eu–Zr pyrochlore oxide as Eu2Zr2O7 [50], and (4) segregated Eu as surface Eu.

(1) A small amount of the monoclinic content is determined using Raman spectroscopy only
for the OW sample (Figure 1c). In luminescence, the contribution of the monoclinic-type emission
to overall luminescence spectra is clearly detected in both RH and OW samples via its fingerprint
emission [18,49]. Eu emission in monoclinic sites is dominated by the 5D0–7F2 electric dipole transition
centered at 614 nm. In the spectral range of 5D0–7F1 transition, one line at ≈591 nm and a doublet
of closely spaced lines at 597 and 598 nm represent the signature for the monoclinic emission. Since
the characteristic luminescence of monoclinic phase is measured also in the bulk doped counterpart,
10Eu(B)–ZrO2 (OW), it appears that such “incomplete” tetragonal phase stabilization is not favored
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using the wet impregnation route. It is also observed that the contribution of monoclinic emission
to overall emission is rather strong, despite all samples being purely tetragonal, as seen in the XRD.
This is likely due to larger radiative emission rates of europium in the low, monoclinic symmetry (C1)
compared to more symmetrical (D2d) tetragonal sites [51]. (2) Usually, the identification of segregated
Eu2O3 is strongly dependent on the instrument type and sensitivity, as well as the synthetic approach,
which determines the dopant distribution homogeneity. It is highly probable that upon impregnation,
some of Eu segregate as cubic C-type Eu2O3 (Ia3). The amount of this parasite phase may be small
enough to remain undetected by XRD and Raman spectroscopy (due to the instrumental sensitivities)
as well as TEM (due to the limited volume of the analyzed sample). However, the measured emission of
cubic Eu2O3 (obtained by calcining the as received Eu(NO3)3·xH2O (x≈6) from Alfa Aesar at 1000 ◦C)
using several excitation wavelengths resembles the characteristic emission of Eu in Y2O3 [52] (spectra
not included) distinct to any of the spectral shapes of impregnated zirconia illustrated in Figure 3.
(3) The same conclusion is drawn considering the emission shapes of Eu characteristic of Eu2Zr2O7

of disordered fluorite or ordered pyrochlore structures reported in the literature [53]. (4) Finally, the
presence of a significant surface Eu, that is typically characterized by a short-lived, strongly distorted
emission [54] is ruled out in all impregnated samples by use of time-gated luminescence.

As shown in Figure 4e–h, the emission decays are in the ms range, suggesting that Eu substitute
for Zr in the inner lattice sites. The estimated average lifetimes of 5D0 level monitoring emissions at
606 and 614 nm (Table 2) are very similar for the RH and OW samples (2.45–2.76 ms and 0.93–1.07 ms,
respectively). For 20Eu(I)–ZrO2(CIT), the lifetime corresponding to the emission peaked at 606 nm is
slightly longer at 1.3 ms.

Table 2. Average lifetimes of 10Eu(I)–ZrO2 (OW, RH) and 20Eu(I)–ZrO2 (CIT) annealed at 1000 ◦C
estimated from the emission decays displayed in Figure 4e–h.

Sample

Estimated Average Lifetime (ms) (±0.01 ms)

λex = 250 nm
λem = 606 nm

λex = 300 nm
λem = 614 nm

10Eu(I)–ZrO2(RH) 0.97 ms 2.47 ms
10Eu(I)–ZrO2(OW) 0.93 ms 2.45 ms
10Eu(B)–ZrO2(OW) 1.07 ms 2.76 ms
20Eu(I)–ZrO2(CIT) * 1.3 ms

* For 20Eu(I)–ZrO2(CIT), the average lifetime was estimated from emission decay excited at 280 nm and monitored
at 606 nm.

It should be noted that the ability of a nanosized fluorite oxide of dissolving high amount of
lanthanide oxides (up to 30%) by wet impregnation was first suggested by Corma et al. [55] for the
fluorite-structured oxide of Ce (CeO2) and confirmed in subsequent studies by some of us [56,57].
We note that the tetragonal structure (along with the monoclinic one) originates from the parent
fluorite (CaF2) structure [4]. However, fluorite ZrO2 differs from fluorite CeO2, both in the size
differences of the lattice structure [58], and ionic radii mismatch as the lanthanide are significantly
bulkier relative to Zr than the Ce host cation (ionic radii of Eu = 1.066 Å, Zr = 0.84 Å, and Ce = 0.97 Å
in eight-fold coordination) [59]. Therefore, we initially expected that ZrO2 is less efficient in dissolving
Eu oxide using wet impregnation and more prone to phase separation. Still, preliminary XRD and
luminescence data indicates that wet impregnation of ZrO2 with 20% Eu is leading to a homogenous
solid solution following annealing at 500 ◦C (as confirmed by XRD) and 1000 ◦C (as confirmed by
XRD and luminescence). Apparently, such behavior is due to the common ability of fluorite-structured
oxides to accommodate a large amount of oxygen vacancies [60]. The size mismatch between the
lanthanide dopant and Zr host cation does not represent a limiting factor in obtaining homogenous
doped zirconia solid solutions via wet impregnation.
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4. Conclusions

Wet impregnation is a well-known method used for synthesis of heterogeneous catalysts, that
is, surface doped oxides. Here, we show that wet impregnation with 10 and 20% Eu followed by
calcination in air above 500 ◦C produces a full tetragonal phase stabilization of ZrO2 nanoparticles
in the bulk. The preformed ZrO2 nanoparticles were obtained using three synthetic routes: oil
in water microemulsion, rapid hydrothermal, and citrate complexation. First, the homogeneity
of Eu-doped tetragonal solutions was assessed using X-ray diffraction, Raman spectroscopy, and
transmission electron microscopy. The homogeneity at the atomic scale was further confirmed
using Eu luminescence as a local probe under time-resolved, site-selective excitation conditions
at room-temperature and 80 K. We believe that wet impregnation will allow the first systematic and
reproducible set of investigations on the structural properties of ZrO2 doped with fixed trivalent
lanthanide at various concentrations as well as with trivalent lanthanides across the whole 4f series at
a fixed concentration.

Author Contributions: Conceptualization, C.T.; Methodology, B.C., G.A.S, V.G.K. and VP; Investigation, C.C.,
D.A., B.C., R.N. and C.G.; Writing-Original Draft Preparation, C.T.; Writing-Review & Editing, C.T.

Funding: C.C., D.A., B.C. and C.T. acknowledge the financial support from CNCS-UEFISCDI, project
PN-III-P4-ID-PCE-2016-0305, contract PCE 67/2017. D.A. and C.T. acknowledge the financial support from
the Romanian Ministry of Research and Innovation through the program NUCLEU, contract 4N/2016. R.N. and
C.G. acknowledge the financial support from the Romanian Ministry of Research and Innovation through the
Core Program PN18-11. G.A.S. and V.G.K. thank Swedish Research Council (Vetenskapsrådet) for support of
the grant No. 2014-03938, Hybrid organic-inorganic 3D nanostructures as biomimetic nanoreactors and drug
delivery vehicles.

Acknowledgments: The authors thank Margarita Sanchez-Dominguez for synthesis of Eu bulk doped ZrO2
nanoparticles using oil in water microemulsion method and Mihail Lungu for X-ray fluorescence measurements
and analysis.

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

References

1. Joo, J.; Yu, T.; Kim, Y.; Park, H.; Wu, F.; Zhang, J.; Hyeon, T. Multigrarn scale synthesis and characterization of
monodisperse tetragonal zirconia nanocrystals. J. Am. Chem. Soc. 2003, 125, 6553–6557. [CrossRef] [PubMed]

2. Denry, I.; Kelly, J. State of the art of zirconia for dental applications. Dent. Mater. 2008, 24, 299–307. [CrossRef]
[PubMed]

3. LI, P.; Chen, I.; Pennerhahn, J. X-ray-absorption studies of zirconia polymorphs. I. Characteristic local
structures. Phys. Rev. B 1993, 48, 10063–10073. [CrossRef]

4. Li, P.; Chen, I.; Pwnnrhahn, J. Effect of Dopants on Zirconia Stabilization—An X-ray Absorption Study: I,
Trivalent Dopants. J. Am. Ceram. Soc. 1994, 77, 118–128. [CrossRef]

5. Ma, Y.; Ono, Y. Doped Zirconia, or Zirconia-Like, Dielectric Film Transistor Structure and Deposition Method
for Same. U.S. Patent No. 6,297,539, 2 October 2001.

6. Meetei, S.; Singh, S. Hydrothermal synthesis and white light emission of cubic ZrO2:Eu3+ nanocrystals.
J. Alloys Compd. 2014, 587, 143–147. [CrossRef]

7. Kusakabe, K.; Sotowa, K.; Eda, T.; Iwamoto, Y. Methane steam reforming over Ce-ZrO2-supported noble
metal catalysts at low temperature. Fuel Process. Technol. 2004, 86, 319–326. [CrossRef]

8. Golden, S.J.; Hatfield, R.; Pless, J.D. Catalyst with Lanthanide-Doped Zirconia and Methods of Making. U.S.
Patent No. 9,011,784, 21 April 2015.

9. Yamamoto, O.; Arachi, Y.; Sakai, H.; Takeda, Y.; Imanishi, N.; Mizutani, Y.; Kawai, M.; Nakamura, Y. Zirconia
Based Oxide Ion Conductors for Solid Oxide Fuel Cells. Ionics 1998, 4, 403–408. [CrossRef]

10. Myint, T.; Gunawidjaja, R.; Eilers, H. Spectroscopic Properties of Nanophase Eu-Doped ZrO2 and Its Potential
Application for Fast Temperature Sensing under Extreme Conditions. J. Phys. Chem. C 2012, 116, 21629–21634.
[CrossRef]

http://dx.doi.org/10.1021/ja034258b
http://www.ncbi.nlm.nih.gov/pubmed/12785795
http://dx.doi.org/10.1016/j.dental.2007.05.007
http://www.ncbi.nlm.nih.gov/pubmed/17659331
http://dx.doi.org/10.1103/PhysRevB.48.10063
http://dx.doi.org/10.1111/j.1151-2916.1994.tb06964.x
http://dx.doi.org/10.1016/j.jallcom.2013.10.159
http://dx.doi.org/10.1016/j.fuproc.2004.05.003
http://dx.doi.org/10.1007/BF02375884
http://dx.doi.org/10.1021/jp307092b


Nanomaterials 2018, 8, 988 11 of 13

11. Kiisk, V.; Puust, L.; Mandar, H.; Ritslaid, P.; Rahn, M.; Bite, I.; Jankovica, D.; Sildos, I.; Jaaniso, R. Phase
stability and oxygen-sensitive photoluminescence of ZrO2:Eu,Nb nanopowders. Mater. Chem. Phys. 2018,
214, 135–142. [CrossRef]

12. Lokesha, H.; Chauhan, N.; Nagabhushana, K.; Singh, F. Dosimetric properties of ZrO2 and ZrO2:Sm3+

exposed to beta rays. Ceram. Int. 2018, 44, 18871–18877. [CrossRef]
13. Vidya, Y.; Gurushantha, K.; Nagabhushana, H.; Sharma, S.; Anantharaju, K.; Shivakumara, C.; Suresh, D.;

Nagaswarupa, H.; Prashantha, S.; Anilkumar, M. Phase transformation of ZrO2:Tb3+ nanophosphor: Color
tunable photoluminescence and photocatalytic activities. J. Alloys Compd. 2015, 622, 86–96. [CrossRef]

14. Liu, Y.; Zhou, S.; Tu, D.; Chen, Z.; Huang, M.; Zhu, H.; Ma, E.; Chen, X. Amine-Functionalized
Lanthanide-Doped Zirconia Nanoparticles: Optical Spectroscopy, Time-Resolved Fluorescence Resonance
Energy Transfer Biodetection, and Targeted Imaging. J. Am. Chem. Soc. 2012, 134, 15083–15090. [CrossRef]
[PubMed]

15. Speghini, A.; Bettinelli, M.; Riello, P.; Bucella, S.; Benedetti, A. Preparation, structural characterization, and
luminescence properties of Eu3+-doped nanocrystalline ZrO2. J. Mater. Res. 2005, 20, 2780–2791. [CrossRef]

16. Moon, B.; Kwon, I.; Jeong, J.; Kim, C.; Yi, S.; Kim, P.; Choi, H.; Kim, J. Synthesis and luminescence
characteristics of Eu3+-doped ZrO2 nanoparticles. J. Luminescence 2007, 122, 855–857. [CrossRef]

17. Ghosh, P.; Priolkar, K.; Patra, A. Understanding the local structures of Eu and Zr in Eu2O3 doped and coated
ZrO2 nanocrystals by EXAFS study. J. Phys. Chem. C 2007, 111, 571–578. [CrossRef]

18. Tiseanu, C.; Cojocaru, B.; Parvulescu, V.; Sanchez-Dominguez, M.; Primus, P.; Boutonnet, M. Order and
disorder effects in nano-ZrO2 investigated by micro-Raman and spectrally and temporarily resolved
photoluminescence. Phys. Chem. Chem. Phys. 2012, 14, 12970–12981. [CrossRef] [PubMed]

19. Tiseanu, C.; Parvulescu, V.I.; Cojocaru, B.; Pemartin, K.; Sanchez-Dominguez, M.; Boutonnet, M. In situ
Raman and Time-Resolved Luminescence Investigation of the Local Structure of ZrO2 in the Amorphous to
Crystalline Phase Transition. J. Phys. Chem. C 2012, 116, 16776–16783. [CrossRef]

20. Smits, K.; Grigorjeva, L.; Millers, D.; Sarakovskis, A.; Opalinska, A.; Fidelus, J.; Lojkowski, W. Europium
doped zirconia luminescence. Opt. Mater. 2010, 32, 827–831. [CrossRef]

21. Das, S.; Chang, C.; Yang, C.; Som, S.; Lu, C. Microemulsion-derived ZrO2:Ce3+ nanoparticles: Phase
transformation and photoluminescence characterization. Mater. Charact. 2015, 106, 20–26. [CrossRef]

22. Tani, E.; Yoshimura, M.; Somyia, S. Formation of ultrafine tetragonal ZrO2 powder under hydrothermal
conditions. J. Am. Ceram. Soc. 1983, 66, 11–14. [CrossRef]

23. Behbahani, A.; Rowshanzamir, S.; Esmaeilifar, A.; Kluson, P. Hydrothermal synthesis of zirconia
nanoparticles from commercial zirconia. Procedia Eng. 2012, 42, 908–917. [CrossRef]

24. Ramos-Guerra, A.; Martinez-Merlin, I.; Falcony, C. The role of the stabilizing agent on the structural
and luminescent properties of hydrothermally synthesized ZrO2:Tb3+ phosphors. Ceram. Int. 2018, 44,
13744–13749. [CrossRef]

25. Bugrov, A.; Smyslov, R.; Zavialova, A.; Kirilenko, D.; Pankin, D. Phase composition and photoluminescence
correlations in nanocrystalline ZrO2:Eu3+ phosphors synthesized under hydrothermal conditions.
Nanosyst.-Phys. Chem. Math. 2018, 9, 378–388. [CrossRef]

26. Kolthoff, I.M. Theory of Coprecipitation. The Formation and Properties of Crystalline Precipitates.
J. Phys. Chem. 1932, 36, 860–881. [CrossRef]

27. Lopez-Luke, T.; De la Rosa, E.; Romero, V.; Angles-Chavez, C.; Salas, P. Solvent and surfactant effect on the
self-assembly and luminescence properties of ZrO2:Eu3+ nanoparticles. Appl. Phys. B Lasers Opt. 2011, 102,
641–649. [CrossRef]

28. Danks, A.; Hall, S.; Schnepp, Z. The evolution of ‘sol-gel’ chemistry as a technique for materials synthesis.
Mater. Horizons 2016, 3, 91–112. [CrossRef]

29. Smits, K.; Sarakovskis, A.; Grigorjeva, L.; Millers, D.; Grabis, J. The role of Nb in intensity increase of Er ion
upconversion luminescence in zirconia. J. Appl. Phys. 2014, 115. [CrossRef]

30. Ghosh, P.; Patra, A. Role of surface coating in ZrO2/Eu3+ nanocrystals. Langmuir 2006, 22, 6321–6327.
[CrossRef] [PubMed]

31. Lue, Q.; Guo, F.; Sun, L.; Li, A.; Zhao, L. Surface modification of ZrO2:Er3+ nanoparticles to attenuate
aggregation and enhance upconversion fluorescence. J. Phys. Chem. C 2008, 112, 2836–2844. [CrossRef]

http://dx.doi.org/10.1016/j.matchemphys.2018.04.090
http://dx.doi.org/10.1016/j.ceramint.2018.07.122
http://dx.doi.org/10.1016/j.jallcom.2014.10.024
http://dx.doi.org/10.1021/ja306066a
http://www.ncbi.nlm.nih.gov/pubmed/22913455
http://dx.doi.org/10.1557/JMR.2005.0358
http://dx.doi.org/10.1016/j.jlumin.2006.01.308
http://dx.doi.org/10.1021/jp064722+
http://dx.doi.org/10.1039/c2cp41946g
http://www.ncbi.nlm.nih.gov/pubmed/22903237
http://dx.doi.org/10.1021/jp3040538
http://dx.doi.org/10.1016/j.optmat.2010.03.002
http://dx.doi.org/10.1016/j.matchar.2015.05.004
http://dx.doi.org/10.1111/j.1151-2916.1983.tb09958.x
http://dx.doi.org/10.1016/j.proeng.2012.07.483
http://dx.doi.org/10.1016/j.ceramint.2018.04.216
http://dx.doi.org/10.17586/2220-8054-2018-9-3-378-388
http://dx.doi.org/10.1021/j150333a008
http://dx.doi.org/10.1007/s00340-010-4233-1
http://dx.doi.org/10.1039/C5MH00260E
http://dx.doi.org/10.1063/1.4882262
http://dx.doi.org/10.1021/la0604883
http://www.ncbi.nlm.nih.gov/pubmed/16800693
http://dx.doi.org/10.1021/jp077498c


Nanomaterials 2018, 8, 988 12 of 13

32. Smits, K.; Olsteins, D.; Zolotarjovs, A.; Laganovska, K.; Millers, D.; Ignatans, R.; Grabis, J. Doped zirconia
phase and luminescence dependence on the nature of charge compensation. Sci. Rep. 2017, 7. [CrossRef]
[PubMed]

33. Vidya, Y.; Anantharaju, K.; Nagabhushana, H.; Sharma, S.; Nagaswarupa, H.; Prashantha, S.;
Shivakumara, C.; Danithkumar. Combustion synthesized tetragonal ZrO2:Eu3+ nanophosphors: Structural
and photoluminescence studies. Spectrochim. Acta Part A Mol. Biomol. Spectrosc. 2015, 135, 241–251.
[CrossRef] [PubMed]

34. Gupta, S.; Chandrasekhar, D.; Kadam, R. Tetragonal ZrO2:Nd3+ nanosphere: Combustion synthesis,
luminescence and photoacoustic spectroscopy. J. Mol. Struct. 2015, 1102, 141–145. [CrossRef]

35. Manjunatha, S.; Krishna, R.; Thomas, T.; Panigrahi, B.; Dharmaprakash, M. Moss-Burstein effect in stable,
cubic ZrO2:Eu3+ nanophosphors derived from rapid microwave-assisted solution-combustion technique.
Mater. Res. Bull. 2018, 98, 139–147. [CrossRef]

36. Soares, M.; Nico, C.; Oliveira, D.; Peres, M.; Rino, L.; Fernandes, A.; Monteiro, T.; Costa, F. Red light from
ZrO2:Eu3+ nanostructures. Mater. Sci. Eng. B Adv. Funct. Solid-State Mater. 2012, 177, 712–716. [CrossRef]

37. Smits, K.; Grigorjeva, L.; Millers, D.; Kundzins, K.; Ignatans, R.; Grabis, J.; Monty, C. Luminescence properties
of zirconia nanocrystals prepared by solar physical vapor deposition. Opt. Mater. 2014, 37, 251–256.
[CrossRef]

38. Lovisa, L.; Araujo, V.; Tranquilin, R.; Longo, E.; Li, M.; Paskocimas, C.; Bomio, M.; Motta, F. White
photoluminescence emission from ZrO2 co-doped with Eu3+, Tb3+ and Tm3+. J. Alloys Compd. 2016,
674, 245–251. [CrossRef]

39. McFarland, E.; Metiu, H. Catalysis by Doped Oxides. Chem. Rev. 2013, 113, 4391–4427. [CrossRef] [PubMed]
40. Seisenbaeva, G.; Daniel, G.; Nedelec, J.; Gun’ko, Y.; Kessler, V. High surface area ordered mesoporous

nano-titania by a rapid surfactant-free approach. J. Mater. Chem. 2012, 22, 20374–20380. [CrossRef]
41. Sanchez-Dominguez, M.; Boutonnet, M.; Solans, C. A novel approach to metal and metal oxide nanoparticle

synthesis: The oil-in-water microemulsion reaction method. J. Nanopart. Res. 2009, 11, 1823–1829. [CrossRef]
42. Sanchez-Dominguez, M.; Liotta, L.; Di Carlo, G.; Pantaleo, G.; Venezia, A.; Solans, C.; Boutonnet, M. Synthesis

of CeO2, ZrO2, Ce0.5Zr0.5O2, and TiO2 nanoparticles by a novel oil-in-water microemulsion reaction method
and their use as catalyst support for CO oxidation. Catal. Today 2010, 158, 35–43. [CrossRef]

43. De Monredon, S.; Cellot, A.; Ribot, F.; Sanchez, C.; Armelao, L.; Gueneau, L.; Delattre, L. Synthesis and
characterization of crystalline tin oxide nanoparticles. J. Mater. Chem. 2002, 12, 2396–2400. [CrossRef]

44. Feinberg, A.; Perry, C. Structural disorder and phase-transitions in ZrO2-Y2O3 system. J. Phys. Chem. Solids
1981, 42, 513–518. [CrossRef]

45. Toraya, H.; Gilfrich, J.; Goldsmith, C.; Huang, T.; Jenkins, R.; Noyan, I.; Smith, D.; Predecki, P. Applications
of whole-powder-pattern fitting technique in materialscharacterization. Adv. X-ray Anal. 1994, 37, 37–47.

46. Meetei, S.; Singh, S.; Singh, N.; Sudarsan, V.; Ningthoujam, R.; Tyagi, M.; Gadkari, S.; Tewari, R.; Vatsa, R.
Crystal structure and photoluminescence correlations in white emitting nanocrystalline ZrO2:Eu3+ phosphor:
Effect of doping and annealing. J. Luminescence 2012, 132, 537–544. [CrossRef]

47. Liao, J.; Zhou, D.; Yang, B.; Liu, R.; Zhang, Q. Sol-gel preparation and photoluminescence properties of
tetragonal ZrO2:Y3+, Eu3+ nanophosphors. Opt. Mater. 2012, 35, 274–279. [CrossRef]

48. Yoon, S.; Pi, J.; Park, K. Structural and photoluminescence properties of solution combustion-processed
novel ZrO2 doped with Eu3+ and Al3+. Dyes Pigments 2018, 150, 231–240. [CrossRef]

49. Chen, L.; Liu, Y.; Li, Y. Preparation and characterization of ZrO2:Eu3+ phosphors. J. Alloys Compd. 2004, 381,
266–271. [CrossRef]

50. Leib, E.; Pasquarelli, R.; Blankenburg, M.; Muller, M.; Schreyer, A.; Janssen, R.; Weller, H.; Vossmeyer, T.
High-Temperature Stable Zirconia Particles Doped with Yttrium, Lanthanum, and Gadolinium. Part. Part.
Syst. Charact. 2016, 33, 645–655. [CrossRef]

51. Weber, M.J. Radiative and Multiphonon Relaxation of Rare-Earth Ions in Y2O3. Phys. Rev. 1968, 171, 283.
[CrossRef]

52. Cojocaru, B.; Avram, D.; Kessler, V.; Parvulescu, V.; Seisenbaeva, G.; Tiseanu, C. Nanoscale insights into
doping behavior, particle size and surface effects in trivalent metal doped SnO2. Sci. Rep. 2017, 7. [CrossRef]
[PubMed]

http://dx.doi.org/10.1038/srep44453
http://www.ncbi.nlm.nih.gov/pubmed/28287623
http://dx.doi.org/10.1016/j.saa.2014.06.151
http://www.ncbi.nlm.nih.gov/pubmed/25068837
http://dx.doi.org/10.1016/j.molstruc.2015.08.058
http://dx.doi.org/10.1016/j.materresbull.2017.10.006
http://dx.doi.org/10.1016/j.mseb.2011.10.010
http://dx.doi.org/10.1016/j.optmat.2014.06.003
http://dx.doi.org/10.1016/j.jallcom.2016.03.037
http://dx.doi.org/10.1021/cr300418s
http://www.ncbi.nlm.nih.gov/pubmed/23350590
http://dx.doi.org/10.1039/c2jm33977c
http://dx.doi.org/10.1007/s11051-009-9660-8
http://dx.doi.org/10.1016/j.cattod.2010.05.026
http://dx.doi.org/10.1039/b203049g
http://dx.doi.org/10.1016/0022-3697(81)90032-9
http://dx.doi.org/10.1016/j.jlumin.2011.09.011
http://dx.doi.org/10.1016/j.optmat.2012.08.016
http://dx.doi.org/10.1016/j.dyepig.2017.12.012
http://dx.doi.org/10.1016/j.jallcom.2004.03.102
http://dx.doi.org/10.1002/ppsc.201600069
http://dx.doi.org/10.1103/PhysRev.171.283
http://dx.doi.org/10.1038/s41598-017-09026-2
http://www.ncbi.nlm.nih.gov/pubmed/28851917


Nanomaterials 2018, 8, 988 13 of 13

53. Pokhrel, M.; Wahid, K.; Mao, Y. Systematic Studies on RE2Hf2O7:5%Eu3+ (RE = Y, La, Pr, Gd, Er, and Lu)
Nanoparticles: Effects of the A-Site RE3+ Cation and Calcination on Structure and Photoluminescence.
J. Phys. Chem. C 2016, 120, 14828–14839. [CrossRef]

54. Yan, C.; Sun, L.; Liao, C.; Zhang, Y.; Lu, Y.; Huang, S.; Lu, S. Eu3+ ion as fluorescent probe for detecting the
surface effect in nanocrystals. Appl. Phys. Lett. 2003, 82, 3511–3513. [CrossRef]

55. Corma, A.; Atienzar, P.; Garcia, H.; Chane-Ching, J. Hierarchically mesostructured doped CeO2 with potential
for solar-cell use. Nat. Mater. 2004, 3, 394–397. [CrossRef] [PubMed]

56. Avram, D.; Rotaru, C.; Cojocaru, B.; Sanchez-Dominiguez, M.; Florea, M.; Tiseanu, C. Heavily impregnated
ceria nanoparticles with europium oxide: Spectroscopic evidences for homogenous solid solutions and
intrinsic structure of Eu3+-oxygen environments. J. Mater. Sci. 2014, 49, 2117–2126. [CrossRef]

57. Florea, M.; Avram, D.; Maraloiu, V.A.; Cojocaru, B.; Tiseanu, C. Heavy doping ceria by wet impregnation: A
viable alternative to bulk doping approaches. Nanoscale 2018. [CrossRef] [PubMed]

58. Huang, W.; Shuk, P.; Greenblatt, M. Hydrothermal synthesis and properties of Ce1−xSmxO2−x/2 and
Ce1−xCaxO2−x solid solutions. Chem. Mater. 1997, 9, 2240–2245. [CrossRef]

59. Shannon, R.D. Revised effective ionic radii and systematic studies of interatomic distances in halides and
chalcogenides. Acta Crystallogr. Sect. A Cryst. Phys. Diffr. Theor. Gen. Crystallogr. 1976, 32, 751–767. [CrossRef]

60. Navrotsky, A. Thermodynamics of solid electrolytes and related oxide ceramics based on the fluorite
structure. J. Mater. Chem. 2010, 20, 10577–10587. [CrossRef]

© 2018 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC BY) license (http://creativecommons.org/licenses/by/4.0/).

http://dx.doi.org/10.1021/acs.jpcc.6b04798
http://dx.doi.org/10.1063/1.1575504
http://dx.doi.org/10.1038/nmat1129
http://www.ncbi.nlm.nih.gov/pubmed/15146175
http://dx.doi.org/10.1007/s10853-013-7904-6
http://dx.doi.org/10.1039/C8NR03695K
http://www.ncbi.nlm.nih.gov/pubmed/30229790
http://dx.doi.org/10.1021/cm970425t
http://dx.doi.org/10.1107/S0567739476001551
http://dx.doi.org/10.1039/c0jm01521k
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Nanoparticles Synthesis 
	Compositional, Structural, and Morphological Characterization 
	Luminescence 

	Results 
	Assessment of Solid Solution Homogeneity by X-Ray Diffraction, Raman Spectroscopy, and Transmission Electron Microscopy 
	Use of Eu Luminescence as a Local Probe 
	Overview of the Luminescence Properties 
	Assessment of Solid Solution Homogeneity at the Atomic Scale. Comparison with CeO2 


	Conclusions 
	References

