
Contents lists available at ScienceDirect

Optical Materials

journal homepage: www.elsevier.com/locate/optmat

Tb3+/Pr3+ co-doped ZnMoO4 phosphor with tunable photoluminescence
and energy transfer processes

L.X. Lovisaa,∗, Y.L.R.L. Fernandesa, L.M.P. Garciaa, B.S. Barrosb, E. Longoc, C.A. Paskocimasa,
M.R.D. Bomioa, F.V. Mottaa

a LSQM, Laboratory of Chemical Synthesis of Materials, Department of Materials Engineering, Federal University of Rio Grande do Norte, P.O. Box 1524, 59078-900,
Natal, RN, Brazil
b Federal University of Pernambuco, Mechanical Engineering Department, Av. Prof. Moraes Rego-1235, University City, Recife, PE, Brazil
c CDMF-LIEC, UFSCar, P.O. Box 676, 13565-905, São Carlos, SP, Brazil

A R T I C L E I N F O

Keywords:
ZnMoO4:Tb3+

Pr3+

Photoluminescence
Photocatalysis
Energy transfer (ET)

A B S T R A C T

ZnMoO4:Tb3+, Pr3+ particles in different Tb:Pr ratios (2:0, 1.5:0.5, 1:1, 0.5:1.5 and 0:2) were synthesized by the
sonochemical method. These materials were characterized structurally, morphologically and optically by X-ray
diffraction (XRD), Field Emission Scanning Electron Microscopy (FESEM), Ultraviolet–visible absorption spec-
troscopy and Photoluminescence (PL). From studying the photoluminescent properties, the PL spectra presented
5D4 →

7Fj (j= 6, 5, 4 and 3) transitions bands of Tb3+, along with the transitions 3P0 → 3H5, 1D2 →
3H4, 3P0 →

3H6 and 3P0 → 3F3 of Pr3+. Time resolved photoluminescence was investigated and an energy transfer (n)
mechanism between the matrix and the Tb3+ and Pr3+ ions is simultaneously proposed for better understanding
the process efficiency. Parallel to this perspective, the photocatalytic behavior of ZnMoO4:Tb3+, Pr3+ was
evaluated. The degradation of methylene blue dye was favored by the effect of increasing the Pr3+concentration.
This work deals with the development of inorganic phosphor materials capable of converting UV radiation into
light-emitting diode, which can be suitably combined to produce white light.

1. Introduction

Molybdates were doped with Rare Earth elements (RE) to form a
family of materials which present different types of crystalline struc-
tures. The RE and clusters [MoOn] have not only become important in
researching new materials due to fundamental scientific interests, but
also for their possible application in various technological areas [1–6].
Above all, molybdates with different types of clusters [MoOn] show
great luminescence when used as the host matrix for WLEDs because of
their excellent optical, chemical and structural properties: broad
emission spectrum (UV–Visible–NIR), high refraction, high color purity
index, strong charge transfer between the bands of the 2p (O2−) and 4d
(Mo6+) activated orbitals and the structural diversity of these materials
[7–9].

Zinc molybdate (ZnMoO4) is a semiconducting material which can
be in two different types of structure, either (α) triclinic and (β)
monoclinic depending upon the processing parameters. α-ZnMoO4

possesses a triclinic structure with point group symmetry C1 and space
group P1. All zinc atoms (Zn) are bound to six oxygen atoms (O),
forming distorted octahedral clusters [ZnO6]. The molybdenum atoms

(Mo) are coordinated to four O atoms, resulting in tetrahedral clusters
[MoO4] [10,11]. The β-ZnMoO4 crystal has a wolframite-type mono-
clinic structure belonging to a P2/c space group and point group
symmetry C h2

4 . In the β-ZnMoO4 monoclinic structure, the Zn and Mo
atoms are bound to six O atoms which promote the origin of distorted
octahedral clusters [ZnO6]/[MoO6] [12].

ZnMoO4 has recently been extensively studied due to its importance
in technological application in the field of photoluminescence, photo-
catalytic, cryogenic/bolometric scintillation detectors, anticorrosive
pigments and electrodes in lithium batteries [3,13–16]. Specifically,
photoluminescent and photocatalytic properties are potentiated from
adding RE into the ZnMoO4 matrix [10]. RE especially acts by in-
creasing or decreasing the recombination rate between the electron -
hole (ē + h) in the band gap thereby favoring the photoluminescent
and photocatalysis, respectively [17].

In this work, the ZnMoO4:Tb3+, Pr3+ phosphor series was prepared
using the sonochemical method. The effects of the dopant concentration
were evaluated on the morphological, photoluminescent and photo-
catalytic properties. the adjustment of the color emitted in the blue and
white regions by the control of Tb3+% and Pr3+% was also
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investigated. Finally, an energy transfer mechanism between the
[MoO4], Tb3+ and Pr3+ matrix is proposed to explain the behavior
presented in the emission spectra of PL. Through the proposed char-
acterizations, this study shows that ZnMoO4:Tb3+, Pr3+ presents re-
levant results for applications in the photoluminescence and pigment
degradation fields, highlighting the influence of dopants in the studied
processes.

2. Experimental

2.1. Materials

Molybdic acid (H2MoO4) (Alfa Aesar), zinc nitrate (Zn(NO3)2.6H2O)
(Synth), terbium oxide (Tb4O7) (Aldrich), Praseodymium(III) nitrate (Pr
(NO3)3.xH2O) (Alfa Aesar), nitric acid (Synth), ammonium hydroxide
(NH4OH) (Synth) and distilled water were used as received to prepare
the ZnMoO4 and ZnMoO4:Tb, Pr particles.

2.2. Sonochemical synthesis of the ZnMoO4 and ZnMoO4:Tb3+, Pr3+

particles

The Tb4O7 oxide was initially dissolved separately in 10ml of nitric
acid to obtain their respective nitrate. This element is insoluble in the
reaction medium once in the oxide form. Two precursor solutions were
prepared for the synthesis of the ZnMoO4 and ZnMoO4:Tb3+, Pr3+

particles: one of molybdenum (solution A) and the other of zinc (so-
lution B), with a molar ratio of 1:1. The starting reagent was dissolved
in 40ml of distilled water for both solutions. Solution B was added to
the solution by dripping it and under constant magnetic stirring. Then
the dopants were added one at a time. Finally, NH4OH was added to the
solution to stabilize its pH at 8, observing the formation of the pre-
cipitate. The final solution was exposed to intense ultrasonic radiation
[10,18,19] with a 65% amplitude in the continuous mode for 30min.
The solution was centrifuged three times in distilled water and then
kept in the oven at a temperature of 80 °C for 24 h for drying. The
particles were calcined at 450 °C for 4 h at a heating rate of 10 °C/min.

In the synthesis of ZnMoO4 and ZnMoO4:Tb3+, Pr3+, the amounts of
the regents used were stoichiometrically weighed according to the va-
lues presented in Table 1. Energy dispersive X-ray spectroscopy (EDS)
was performed to verify the chemical composition of the samples. The
presence of doping ions (Tb3+, Pr3+) in the ZnMoO4 matrix is observed.
It is possible to verify the homogeneous distribution of the Tb3+, Pr3+

ions in all ZnMoO4 particles by mapping the distribution of the ele-
ments. This material homogeneity is of great importance for the effi-
ciency of the photoluminescent behavior according to the results pre-
sented in this work. The EDS spectrum figure and atom distribution
mapping were included (see Fig. S1, Supplementary Information).

2.3. Characterizations

The ZnMoO4 and ZnMoO4:Tb3+, Pr3+ particles were structurally
characterized by XRD using a Shimadzu XRD 7000 instrument with Cu-
Ka radiation (λ=1.5406 Å) in the 2θ range from 10 to 50° at a scan-
ning rate of 0.02 s−1. The morphologies were investigated using a field-
emission gun scanning electron microscopy (FEG-SEM; Carl Zeiss,

Supra 35- VP Model, Germany) operated at 6 kV. The UV–vis diffuse
reflectance spectrum was measured at room temperature using a
UV–vis spectrometer. The photoluminescence (PL) spectra were ac-
quired with an Ash Monospec 27 monochromator (Thermal Jarrel,
U.S.A.) and a R4446 photomultiplier (Hamamatsu Photonics, U.S.A.).
The 350 nm beam of a krypton ion laser (Coherent Innova 90 K) was
used as the excitation source, while its maximum output power was
kept at 200mW. All measurements were performed at room tempera-
ture. The time decay measurements were performed on a Fluorolog3
Horiba Jobin Yvon spectrofluorometer equipped with Hamamatsu
R928P photomultiplier, SPEX 1934 D phosphorimeter, and a pulsed
150W XeeHg lamp.

The photocatalytic properties of the powders combined as a catalyst
agent were estimated by the degradation of the methylene blue dye
(MB) with a molecular formula [C16H18ClN3S] (99.5% purity,
Mallinckrodt), illuminated by UV lamps, in aqueous solution. First,
50ml of the MB solution (1×10−5 mol L−1 concentration) was mixed
with 0.05 g of the material to be tested in a quartz beaker. This mixture
was kept under stirring at a controlled temperature (25 °C) and lit by six
UVC lamps (15W TUV Philips, with maximum intensity of
254 nm=4.9 eV). The sample was kept under stirring for 30min with
the lights off to disregard possible adsorption events. An aliquot of the
samples were taken at each 30-min time interval and centrifuged at
9000 rpm for 5min to remove the suspended particles. Finally, the
variations of the maximum absorption band of each aliquot were
measured by UV–Vis absorbance with spectral measurements using a
Shimadzu UV-2600 spectrophotometer with a wavelength in the range
of 400–800 nm.

Reproducibility of the technological process in the syntheses of
ZnMoO4:Tb3+, Pr3+ particles was achieved during the study. Our group
has been working with several types of molybdates in different study
periods [10,11,18,19] and has respected the reproducibility factor in
the experiments and the characterizations of the samples. The UV–vis
and PL spectra are customized for the samples to ensure measurement
performance.

3. Results and discussion

3.1. X-ray diffraction

It was possible to verify the degree of order-disorder structural at
the long-range distances from the XRD technique and the structural
periodicity of the ZnMoO4:Tb3+, Pr 3+ particles. Fig. 1 (a) shows the
influence of dopant percentage on the ZnMoO4 lattice synthesized by
sonochemistry and calcined at 450 °C for 4 h. All ZnMoO4:Tb3+, Pr3+

diffraction peaks can be indexed considering the triclinic structure with
space group P-1 and symmetry C1 of the α-ZnMoO4 phase with JCPDS
card no. 35–0765 and having six molecules per unit cell (Z= 6).

It is observed in Fig. 1 (b) that the diffraction peak (120) located at
24.43° is slightly shifted to the low angle region for the doped samples,
consequently resulting in greater interplanar distances and causing a
slight increase in the volume of the unit cell. This displacement is
caused by the ZnMoO4 lattice distortion as a function of the substitution
of Zn2+ → Tb3+/Pr3+ cations [20]. The changes in the values of the
lattice parameters and the unit cell volume are related to the difference
in the ionic radii sizes of the cations. The Zn2+ ion has an ionic radius
equal to 0.900 Å and the Tb3+ and Pr3+ ions present ionic radii equal to
0.93 Å and 1 Å, respectively. As calculated values of lattice parameters
and crystallite size depend on diffractions angles, alterations of both in
agreement with the variation of the angle are expected. The mean
crystallite size was estimated by the Scherrer equation (1) using the full
width at half maximum (FWHM) of the diffraction peak (120).

=D λ
βCosθ
0.89

(1)

where D is the average crystalline size, λ is the wavelength of X-rays

Table 1
ZnMoO4: Tb3+, Pr3+ compositions investigated.

Zinc Molybdate (ZnMoO4) (%) Terbium (Tb) (%) Praseodymium (Pr) (%)

100 0 0
98 2 0
98 0 2
98 1.5 0.5
98 1 1
98 0.5 1.5

L.X. Lovisa, et al. Optical Materials 96 (2019) 109332

2



(0.15405 nm), β is the full height at half maximum of the diffraction
peak (FWHM) and θ is the diffraction angle. The values of the lattice
parameters, unit cell volume, and crystallite size of ZnMoO4 were in
accordance with those of the JCPDS database (No. 35–0765) as re-
corded in Table 2.

Small differences in the lattice parameters of the samples are ob-
served, and these slight discrepancies may also be related to residual
stresses induced by the conditions of sonochemical preparation.

Fig. 1 (c) shows the unit cell representation of ZnMoO4 from the
positions of the atoms in the lattice by the VESTA program. Polyhedral
coordination is verified, in which the zinc ion has an octahedral co-
ordination by oxygen atoms [ZnO6] and the molybdenum ion are co-
ordinated by four oxygen atoms [MoO4].

3.2. Field Emission Scanning Electron Microscopy (FEG-SEM)

Fig. 2 shows the FEG-SEM images of the samples obtained by the
sonochemical method. The pH value for all syntheses performed was
adjusted to 8.0, and the proportion of the amount of the precursors used
was also kept constant [Zn2+]: [MoO4]2-= 1:1. Fig. 2(a) shows the
morphology of ZnMoO4 particles with the presence of microspherical
particles with a diameter of about 1.2 μm. In Fig. 2 (b, c) with high
magnification images, it is observed that these microspheres consist of
numerous nanosized particles of irregular shapes. Fig. 2(d–f) refers to
the image of the ZnMoO4:2% Tb3+ sample, in which it was observed
that there were no large variations in the morphology of the particles
compared to the non-doped ZnMoO4. Fig. 2(g–i) corresponds to the
image of the ZnMoO4:2% Pr3+ sample with the appearance of nanorod-
shaped particles, indicating oriented growth. These particles appear
even more discrete along with nanoparticles of irregular shapes. This

sensitive tendency of change in morphology indicates a disposition to
directed growth possibly caused by the presence of the Pr3+ dopant in
the ZnMoO4 structure.

The particle growth scheme is described in Fig. 3. The growth
proposal for the ZnMoO4 crystals is based on the following steps: dis-
solution and recrystallization → growth → self-assembly. The pre-
cursors (H2MoO4, Zn(NO3)2.6H2O) were initially dissolved in aqueous
medium separately. By adding the Zn solution to the (MoO4) solution
and adjusting the pH to 8, the Zn2+ ions can react with (MoO4)2-,
thereby forming numerous ZnMoO4 nuclei. After the nuclei reach a
critical size acquiring thermodynamic stability, they begin to aggregate,
initiating the growth stage of the particles. In looking at the FEG-SEM
images in Fig. 2 it can be seen that the particles of the ZnMoO4 and
ZnMoO4:2% Tb3+ group go through a growth known as coarsening
[21]. The nanoparticles participate in the self-assembly process gen-
erating a microsphere structure with the objective of reducing the
surface energy [22]. Particles with larger sizes (i.e., Ostwald ripening)
are part of a common process in various nanomaterials. This me-
chanism is based on reactions of particle dissolution and recrystalliza-
tion of ions as a function of crystal size, and consequently as a function
of their solubility, as described by the Thompson-Freundlich equation
[23]. Coalescing growth generally produces quasi-spherical morpholo-
gies, which are thermodynamically more stable because of the total
surface energy minimization [24]. The ZnMoO4:2% Pr3+ particles show
anisotropic growth, indicating a preference for growth direction. Ani-
sotropy is obtained by controlling the kinetics of the growth processes
following nucleation. After this behavior, ZnMoO4:2% Pr3+ particles
exhibited nanorod morphology. Anisotropic nanostructures such as
nanowires and nanobastones are of great interest, since the effects of
quantum confinement on systems are also dependent on form. Thus,

Fig. 1. X-ray diffraction of the ZnMoO4 and ZnMoO4:Tb3+, Pr3+ particles.

Table 2
Lattice parameters, cell unit volume and crystallite sizes of the ZnMoO4 and ZnMoO4:Tb3+, Pr3+ particles and values of JCPDS card no. 35–0765.

Samples a (nm) b (nm) c (nm) α (°) β (°) γ (°) V(Å)3 D (Å)

ZnMoO4 9.7036 6.9681 8.3773 101.76 96.73 106.84 566.4366 435.49
ZnMoO4: 2% Tb 9.7035 6.9674 8.3746 101.71 96.74 106.85 566.1913 632.68
ZnMoO4: 2% Pr 9.6903 6.9554 8.3872 101.72 96.71 106.82 565.2965 683.37
ZnMoO4: 0.5% Pr 1.5% Tb 9.6953 6.9638 8.3717 101.77 96.76 106.83 565.2247 545.77
ZnMoO4: 1% Pr 1% Tb 9.7054 6.9706 8.3795 101.76 96.74 106.83 566.8937 547.04
ZnMoO4: 1.5% Pr 0.5% Tb 9.7090 6.9768 8.3818 101.7308 96.73 106.81 567.7642 389.13
Card JCPDS no. 35-0765 9.6916 6.9643 8.3678 101.726 96.734 106.872 564.7864 -
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semiconductor nanobesters should offer improvements in the perfor-
mance of solar cell devices, gas sensors and catalysts [25–27].

3.3. Uv–vis

From the absorption of Uv–vis, it is possible to analyze and observe
the appearance of intermediate energy levels within the band gap
promoted by the presence of defects and/or distortions in the lattice.
These imperfections are implications of the synthesis conditions (tem-
perature, pressure), synthesis method, impurities and dopant [28].

The absorption spectra of the ZnMoO4 and ZnMoO4:Tb3+, Pr3+

samples was recorded within the region of 200–800 nm and is shown in
Fig. 4. The spectra exhibited a wide absorption range between 200 and
375 nm. This behavior suggests that the emission process occurred by
multi-energy process in clusters [MoO4] [29]. The appearance of bands

centered at 446, 487, 595 and 616 nm are observed, which are attrib-
uted to the emergence of the transitions: 5D3 → 7F3 (Tb3+), 5D4 → 7F4
(Tb3+), 3P0 → 3H5 (Pr3+), 1D2 → 3H4 (Pr3+). It was verified that the
introduction of Tb3+ and Pr3+ ions into the ZnMoO4 matrix occurred
successfully. The displacements observed in the absorption spectra of
the co-doped samples were promoted by the structural disorder and
short range distortions by the substitution Zn2+ → RE3+, as mentioned
in the XRD results.

The reflectance data were transformed through the Kubelka-Munk
function (2) to determine the gap energy [30]. Thus, the F (R) function
combined with the Tauc equation (3) was used to estimate the spacing
between the conduction band and the valence of the synthesized ma-
terial as follows:

Fig. 2. FEG-SEM micrographs of ZnMoO4 and ZnMoO4:Tb3+, Pr3+ particles prepared by the sonochemical method, ZnMoO4 (a–c), ZnMoO4:2% Tb3+ (d–f),
ZnMoO4:2%Pr3+ (g–i).

Fig. 2. (continued)
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where α is the optical absorption coefficient and s is the dispersion
coefficient. The following equation is used to calculate the band gap
energy:

= −αhv hv Eg( ) ( )n (3)

Where ℎv is the energy of the incident photon and exponent n is the
constant which represents different types of electronic transitions
(n=0.5 for direct allowed, n= 1.5 direct forbidden, n= 2 indirect

allowed and n= 3 indirect forbidden). According to Lacomba-Perales
[31], Validzic [32] and Fuertes-Ruiz [33], zinc molybdate and zinc
tungstate are governed by a direct type optical absorption. Hence we
calculated the gap energy (Eg) of ZnMoO4 using n=0.5 in the present
study.

The direct type transition is verified when the electron transition
occurs between the bottom of the conduction band and the top of the
valence band at the same point in the Brillouin zone [34]. Fig. 5 shows
the graphs plotted between (αℎν) on the ordinate axis, and vs ℎν on the
abscissa axis of the samples. The extrapolation of the straight line to

Fig. 2. (continued)

Fig. 3. Schematic illustration for the possible formation of microspherical mechanisms and nanorods of ZnMoO4.
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(αℎν)= 0 gives the gap energy value. The estimated values for Eg of the
samples in this work are between 4.15 and 4.26 eV as observed by
linear region extrapolation. The obtained values are very consistent
with those found in other studies. Spassky et al. [35] obtained the
theoretical gap energy value of 4.30 eV for a single ZnMoO4 crystal by
the Czochralski method. Zhang et al. [36] obtained the energy value of
gap of 3.64 eV for α-ZnMoO4 prepared by the electrochemical method.
Some factors may interfere with the value of Eg, such as: processing
techniques, structural characteristics (degree of crystallinity, mean
particle size, lattice parameter values).

A band around 3.2 eV (~390 nm) is observed in Fig. 5; this char-
acteristic is associated with the presence of defects present in the
ZnMoO4 lattice. Zhai et al. [37] verified two absorption bands in a
study on the optical characterization of ZnMoO4:Eu3+; the first in the
250–310 nm range was related to the electronic transitions between the
valence band and the conduction band; while the second band was
associated with the defects present in ZnMoO4. Doping ZnMoO4 with
RE3+ ions significantly increased the population density of defects in
the matrix. Assuming that the RE cation has +3 charge, the Kroger-
Vink notation for the RE3+ defect reactions in ZnMoO4 can be described
by the following equation (4)

+ → ++ ° °°RE Zn RE ZnZn
x

Zn i
3 (4)

Equation (4) indicates that a RE3+ ion replaces a Zn2+ site in
ZnMoO4, producing a positively charged defect °REZn and another in-
terstitial defect °°Zni . Therefore, doping may significantly increase the
population density of defects in the host matrix. According to Longo
[38], the defects, which can be classified as shallow, are located just
above the conduction band and their appearance occurs in the blue-
green region. This type of defect is promoted by structural distortions in
the [MoO4] clusters. A second type of defect, which lies below the
valence band and occurs in the orange-red region, is known as a deep
type. The vacancies of oxygen and cations are classified as deep type
defects. In the case of this work, the band related to the defects is lo-
cated at approximately 390 nm, qualifying them as shallow defects.

3.4. Study of photoluminescence

Fig. 6 shows the emission spectra of the ZnMoO4 and ZnMoO4:Tb3+,
Pr3+ particles which were excited at λ=350 nm at room temperature.
In the case of the ZnMoO4 sample, a very characteristic broadband
profile of the zinc molybdate [39] is observed due to the electronic
transitions occurring between the O (2p) → Mo (4d) orbitals.

The recombination of ē + h pairs in clusters [MoO4] is responsible
for the emission bands of ZnMoO4 [40]. During the excitation process,
some electrons located near the valence band (VB) in the 2p orbitals of
the O absorb energy (hv) and are promoted to unoccupied levels near
the conduction band (CB) in Mo 4d orbitals. After some time, the
electrons participate in emission processes involving the recombination
phenomenon in centers located in the band gap. The increase in the
recombination rate favors the intensity of the photoluminescence [41].
Cavalcante et al. [42] attributed the differences in the emission in-
tensities of ZnMoO4 crystals to changes in the morphology, crystal size
and surface defects. Campos et al. [43] and Marques et al. [44] support
the processes of CaMoO4 particle emission basically by the existence of
[MoO3] and [MoO4] distorted groups in the crystalline structure. This
degree of order and disorder in the structure favors the appearance of
localized levels of energy in the band gap, which consequently influ-
ences the photoluminescent properties. According to the ZnMoO4

spectrum in Fig. 6, the band is centered around 410 nm with a larger
contribution in the blue region.

The distortions and disorders generated as a result of the synthesis
conditions create several intrinsic defects in the material. The multi-

Fig. 4. Absorption spectra of the ZnMoO4 and ZnMoO4: Tb3+, Pr3+ samples.

Fig. 5. Gap energy of ZnMoO4 and ZnMoO4:Tb3+, Pr3+ samples.
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phonon or multilevel processes occur in the materials due to the pre-
sence of these defects, leading to a broader emission spectrum [45]. In
some studies, it is reported that ZnMoO4 is considered to be one of the
ABO4 (A=Ca, Zn, Cd, Pb and B = Mo, W) self-activating phosphors,
where photoluminescent emission is motivated by transitions of charge
transfer within the −MoO[ 4]2 [46] complexes.

The spectra of the ZnMoO4:Tb3+, Pr3+ samples show a broad band
between 400 and 480 nm associated with the matrix interference and
the specific transitions of Tb3+ and Pr3+. The transitions related to
Tb3+ are 5D4 → 7Fj (j = 6, 5, 4 and 3) located at 487, 545, 584 and
621 nm, respectively [47]. The transitions of Pr3+ are 3P0 → 3H5, 1D2 →
3H4, 3P0 → 3H6 and 3P0 → 3F3, respectively located at 598, 609, 630 and
650 nm [48], as highlighted in Fig. 6.

The chromaticity coordinates (CIE) were calculated according to the
distribution of the photoluminescence emission spectra. In order to
characterize the emitted color, the correlative color temperature (CCT)
and the color reproducibility index (CRI) were also evaluated. The CIE
diagram is shown in Fig. 7. Moreover, the parameters that characterize
the colors emitted by the samples are recorded in Table 3.

The ZnMoO4:1.5% Tb 0.5% Pr, ZnMoO4:1% Tb 1% Pr and
ZnMoO4:0.5% Tb 1.5% Pr samples show emissions in white due to
adjusted cooperation in the regions: blue (influenced by matrix), green
(Tb3+ emissions) and red (emissions of Pr3+), as shown in the emission
spectra of PL. This behavior demonstrates that the control in the dopant
composition is important for modulating the characteristics of the
colors emitted by the matches. Based on these results, they are strong
candidates for applications in WLEDs.

A decrease in the ZnMoO4:1% Tb3+ 1% Pr3+ band intensity is ob-
served as an indication of the energy transfer efficiency between matrix
→ Tb and Pr (ET1 and ET2) and between Tb3+ → Pr3+ (ET3). The
matrix assumes the receptor function (R) and transfers part of the ab-
sorbed energy to the activating ions (A). The ETs are affected by the
decrease of Tb3+ type activating ions, which have an energy level
closer to the matrix, leading to a transfer of energy. Since the energy
levels of the Pr3+ are very far from the matrix, this favors the

absorption and emission by ZnMoO4 itself. Fig. 8 illustrates the
ZnMoO4:Tb3+, Pr3+ levels diagram with possible electronic transitions
and energy transfer in order to explain the probable phenomena in-
volved in them.

The luminescence decay curves of ZnMoO4 and ZnMoO4:Tb3+, Pr3+

phosphors (λex= 350 nm and λem=545 nm) were measured at room
temperature to further identify the ET between Tb3+ and Pr3+, as
shown in Fig. 9. The decay curves of ZnMoO4:Tb3+, Pr3+ phosphors
can be well fitted by a double-exponential function given in equation
(5) [49].

= + +
− −( ) ( )I t I A e A e( )

t
τ

t
τ

0 1
1

2
2 (5)

where I(t) corresponds to the luminescence intensity at time t and I0
represents the initial intensity; A1 and A2 are the fitting parameters,
both τ1 and τ2 are components of the decay time as a long lifetime and a
short lifetime, respectively.

The double exponential behavior indicates the heterogeneous dis-
tribution of rare earth ions in the ZnMoO4:Tb3+, Pr3+ phosphors. The
average lifetime can be evaluated by the next equation (6):

=
+

+
τ

A τ A τ
A τ A τ

( )
( )av

1 1
2

2 2
2

1 1 2 2 (6)

From Equation (6) and Fig. 9, the effective lifetime values for
ZnMoO4, ZnMoO4:2% Tb3+, ZnMoO4:1.5% Tb3+ 0.5% Pr3+,
ZnMoO4:1% Tb3+ 1% Pr3+ and ZnMoO4:0.5% Tb3+ 1.5% Pr3+ were
calculated as 0.6483ms, 1.0344ms, 0.841ms, 0.807ms and 0.4422ms,
respectively.

It is observed that the sample doped with only Tb3+ presented a
longer decay time of τav =1.0344ms. However, there is a decrease of
τav after gradually adding the percentage of Pr3+, reaching a minimum
value of τav =0.4422ms for the ZnMoO4:0.5% Tb3+ 1.5% Pr3+

sample. This behavior can be understood by a greater interaction be-
tween the Tb3+ and Pr3+ ions. The energy transfer efficiency (n) can be
calculated using equation (7):

Fig. 6. Emission spectra of ZnMoO4 and of ZnMoO4:Tb3+, Pr3+.
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= −n τ
τ

1 d

0 (7)

In which τd and τ0 are the decay times of the doped and non-doped
samples, respectively. The most significant value of n was for the
ZnMoO4:0.5% Tb3+ 1.5% Pr3+ sample with 32% energy transfer effi-
ciency.

The luminescence result depends on the recombination rate of the
excessive charges (electron + hole) produced by the initial excitation.
The lifetime can generally decrease with the increase of these trap
centers. The decay rate is controlled by the excessive lifetime that these
electronic pairs have and by the concentration level of the excessive
loads. The afterglow is essentially a phosphorescent process. This pro-
cess results from electron trapping or holes from lattice defects, pre-
venting the immediate recombination of the electron-hole pair and
decreasing the amount of energy transferred to the luminescence

centers. The amount of energy stored depends on the nature and density
of the traps in the structure. The phosphorescent materials have an
ability to absorb and store energy and then emit the photons in long
decay times.

The molybdates are characterized by the similar type of emission
centers, which are the self-activated complexes [MoO4]2- with char-
acteristic decay time of 10−5-10−4 s [50]. According to Pirro et al.
[51], the interaction between self-trapped excitons (STEs) occurs in
case of their high concentration in volume. The effect is described as a
dipole-dipole interaction of the Auger type, when an exciton disappears
with the transfer of its energy to another. The distance between the
STEs should be as small as the value of the radius of the dipole-dipole
interaction (Rd-d), which is to the order of a few nanometers, as was
recently shown for some tungstates [52,53].

3.5. Photodegradation of methylene blue

According to literature [54], the photocatalytic activity of the mo-
lybdates is caused by the transfer of charge from the Orbital O 2p level
of the Valence Band to the orbital Mo 4d empty level of the Conduction
Band. The photocatalytic activity of ZnMoO4:Tb3+, Pr3+ on the me-
thylene blue dye was evaluated, observing the effect of the dopants on
the property. The increase in photocatalytic activity may be due to the
entrapment of electrons photogenerated by dopants (Tb3+ and Pr3+),
reducing the recombination rate of electron-holes. According to the
literature, this is a key factor for a good photocatalytic property [55].

A UV light source was used in the photocatalytic tests (E=4.9 eV;

Fig. 7. Chromaticity diagram.

Table 3
CIE coordinates, CCT and CRI of the ZnMoO4 and ZnMoO4:Tb3+, Pr3+ parti-
cles.

Samples X y Color CCT (K) CRI (%)

ZnMoO4 0.23 0.20 Blue _ 70
ZnMoO4: 2% Tb 0.24 0.25 Blue _ 72
ZnMoO4: 1.5% Tb 0.5% Pr 0.38 0.35 White 3723 94
ZnMoO4: 1% Tb 1% Pr 0.37 0.36 White 4062 95
ZnMoO4: 0.5% Tb 1.5% Pr 0.29 0.24 Blue 13328 71
ZnMoO4: 2% Pr 0.28 0.24 Blue 16698 76
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λ=254 nm) and the band gap energy of the ZnMoO4:Tb3+, Pr3+

particles is in the UV region, as shown in the reflectance results
(Egap ~ 4.15 eV, λ=298 nm) in Fig. 10. When ZnMoO4 absorbs pho-
tons equal to or greater than its band gap energy, electrons are excited
from the VB band to Conduction Band (CB), concomitantly leaving a
“hole” in the VB of ZnMoO4. These pairs of electron-holes normally
recombine rapidly, so that the photocatalytic activity of the material
decreases. This behavior is verified for the pure ZnMoO4, presenting
only 5% efficiency degradation. By modifying the electronic structure
of ZnMoO4 by doping with Tb3+ and Pr3+, the electron excited in the
Conduction Band can be captured by the dopants, which act as an
electron trap and effectively separate the formation of electron pairs
(e−) - holes (h+). The e− and h+ photogenerates react with H2O, O2

and the organic substrate adsorbed on the photocatalytic surface to
generate reactive species such as OH, −O2 . The oxidative action of OH
and −O2 is able to decompose organic compounds into degradation
products [56]. These radicals are involved in the processes of organic
compound mineralization. From the results it can be seen that Pr3+ acts
more effectively on the degradation of Methylene Blue, obtaining a
better performance of the sample with 2% Pr which represented 70%
degradation of the dye during 120min of UV light irradiation. It can
also be observed that the photocatalytic performance decreases as Tb3+

is added in the ZnMoO4 structure. As for the sample with 2% Tb3+, it
did not show any performance regarding the degradation of methylene
blue. It is reasonable to consider that the addition of Tb3+ promotes an
increase in the recombination rate of e−/h+, inhibiting the photo-
catalytic activity. In addition to these results, photoluminescence is
always used to clarify the photocatalytic performance of a semi-
conductor [57,58]. A strong PL intensity means that the photoinduced
pairs e−/h+ are prone to recombine, thus reducing photocatalytic ac-
tivity. As shown in the photoluminescence results, the ZnMoO4:2%
Tb3+ sample showed the highest PL intensity, as opposed to the results
demonstrated in the photodegradation.

As shown in the study of ZnMoO4:Tb3+, Pr3+ morphologies, a
change in the particle forms is observed from the type of dopant that is
introduced into the structure of the zinc molybdate. It is known that
other aspects regarding morphology, particle size and surface area are
related to the photocatalytic performance of a material. Based on what
was exposed in this study, it is reasonable to consider that the mor-
phology type of ZnMoO4:2% Pr3+ may have favored performance in

Fig. 8. Diagram of energy levels.

Fig. 9. The luminescence decay curves (excited at 350 nm and monitored at
545 nm) of ZnMoO4:Tb3+, Pr3+ phosphors with different Tb3+ and Pr3+ co-
doping concentrations.

Fig. 10. Variation in the concentration of the methylene blue dye against the
synthesized ZnMoO4:Tb3+, Pr3+ powders submitted to UV radiation. (For in-
terpretation of the references to color in this figure legend, the reader is referred
to the Web version of this article.)

L.X. Lovisa, et al. Optical Materials 96 (2019) 109332

9



degradation tests.

4. Conclusion

The ZnMoO4:Tb3+, Pr3+ phosphor series was successfully produced
by the sonochemical method. The XRD results showed the formation of
the ZnMoO4 particles which crystallized in the triclinic form without
the presence of secondary phases. There is a more effective change in
the morphology of the ZnMoO4:2% Pr3+ particles in the form of na-
norods due to a preferential particle growth. The emission spectra
presented a strong contribution to the matrix under a 350 nm excitation
with a broadband profile characteristic of the multiphonic process to-
gether with the specific transitions of Tb3+ and Pr3+. The chromaticity
coordinates were calculated based on the distributions of the PL spectra
and the emissions were concentrated in the green and white regions.
Possible processes of energy transfer between the matrix and the Tb3+

and Pr3+ ions were observed. Time resolved photoluminescence
showed that the increase of Pr3+ favored the electronic interactions
between Tb3+ and Pr3+ and resulted in a decrease of τav. The
ZnMoO4:2% Tb3+ sample had higher photoluminescent intensity,
possibly due to its higher recombination rate (ē + h). The photo-
catalytic results showed that the addition of Pr3+ benefited the de-
gradation of the methylene blue dye. The best result was for
ZnMoO4:2% Pr3+ sample with 70% efficiency for 2 h under UV radia-
tion. This result can be attributed to the morphological characteristics
presented by the ZnMoO4:2% Pr3+ sample, as well as by the low re-
combination rate of the electron/hole pair.
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