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1. Introduction

Concentration quenching inhibition and
fluorescence enhancement in Eu®**-doped
molybdate red phosphors with two-phase mixingf

Shuanglai Liu,®® Yimin Yan,® Xiaohan Liu,® Zhe%an Cui,® Shiheng Jia,” Yiwen Xing,?
Shuang Guo,? Bao Wang® and Yunfeng Wang & *°

Red phosphor plays a crucial role in improving the quality of white light illumination and backlight displays.
However, significant challenges remain to enhance red emission intensity in different matrix materials.
Herein, a class of two-phase mixing red phosphors of Naln,_(MoQO,),:xEu®t (NIMO:xEu®*) has been
successfully prepared by the traditional high-temperature solid-state reaction method. The coordination
environment, phase structure, excitation and emission spectra, fluorescence kinetics, and temperature-
dependent luminescence properties of the system have been studied comprehensively. It is worth
mentioning that the red emission intensity continues to increase with the increased Eu®* doping
concentration, and the fluorescence lifetimes remain unchanged. These extraordinary phenomena
mainly stem from the special concentration quenching mechanism in such two-phase mixing material,
namely, the increased lattice interface barriers from Eu six-coordinated units and Eu eight-coordinated
units can effectively block the non-radiation by enlarging the average distance between luminescent
centers. The improved fluorescence thermal stability and suppressed non-radiative transition rate in
NIMO:40%Eu®* sample are further proving regulatory role of lattice interface barriers. In addition,
a warm white light-emitting diode (LED) is successfully fabricated, exhibiting Commission Internationale
de 'Eclairage (CIE) coordinates of (0.343, 0.335), a color rendering index (CRI) of 92.1, and a correlated
color temperature (CCT) of 5013 K, showing significant application prospects for high-quality lighting
devices.

Therefore, it is still necessary to explore alternative stable and
efficient red light materials for warm white LEDs.
Eu®" ions, with a typical 4f-4f electronic layer transition, are

In recent years, inorganic luminescent materials have received
increasing attention from scholars due to their widespread
applications in lighting, displays, optical communication, solar
cells, biological detection, and other fields.”” Currently,
a popular lighting solution for producing white light is the
utilization of commercial blue fluorescent LED chips combined
with yellow light YAG:Ce®" phosphors.>® However, the prob-
lems of high color temperature and low color rendering index
need to be further solved in the warm white lighting field due to
the lack of red components.’* With further research, Mn*"
doped fluoride red light material as an excellent candidate is
gradually being utilized in the production of white LEDs to
make up the shortcoming, but poor moisture resistance is the
key factor restricting its promotion and application.>*
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minimally influenced by external electromagnetic fields and
demonstrate highly efficient near-ultraviolet excitation and
conversion into red emission.' In recent years, Eu®*" activated
oxide red light materials play an important role in the produc-
tion of near-ultraviolet (NUV) excited white LED devices,
because of its excellent physicochemical stability and favorable
luminescent performance. Eu** doped red phosphors have been
extensively studied, such as in silicate, borate, vanadate, phos-
phate, molybdate, tungstate, organic complexes and other
systems.">° Considering the luminous efficiency, the number
of effective Eu®* centers is one of the important influencing
factors. In general, the cross-energy transfer (CET) among Eu®*
ions increases becomes more serious as the luminescent
centers increases (doping concentration increases), leading to
the occurrence of concentration quenching effects. Many
studies have clarified that the CET relation can be effectively
changed through the regulation of micro-structure, such as in
La,W,04:Eu®", Ca(Sr)Al;,0,9:Eu’", MBaY(BO;),:Eu®" (M = Na,
K), KLa;_, ,(M00,), ,(WO,):xEu*'/yDy*",  CaMo0O,:Eu*'/
Na'.?'"? In these numerous methods, entering a reasonable
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crystal field distortion by replacing non-rare-earth ions with
rare-earth luminescent centers is an effective approach for
improving luminescence performance. For LaScs;(BO;);:Eu’
red light material, the host lattice gradually shifts from phase
o, to B with the increasing Eu** concentration. At the same time,
due to the increasing luminescence center spacing, there is
a significant improvement in luminescence efficiency, while
also exhibiting excellent luminescent thermal stability.***” In
certain materials, there exists a notable separation between the
positions occupied by luminescence centers. This spatial
disparity becomes evident in instances such as the extended
distance between emission centers in phosphors like Lis-
BaSrLa;(MoO,)s:Eu®" and LiCaLa(MoO,);:Eu’’. It is crucial to
underscore that this spatial separation plays a pivotal role in
influencing both emission efficiency and thermal stability. The
discernible impact on these properties emphasizes the intricate
relationship between the arrangement of luminescence centers
and the overall performance characteristics of the aforemen-
tioned phosphors.”®* Our recent study has found that in the
non-equivalent substituted SfWO Eu®** phosphor, a second
phase structure of Eu,W,0, appears as the Eu®>" concentration
increases and an associated luminescence enhancement pres-
ents when the Eu®" concentration reaches a certain level.*
Therefore, further exploration is needed to improve the lumi-
nescence efficiency and stability of red light materials by using
the strategies of changing host structure.

In this work, a series of NIMO:xEu®>* (x = 10-90%) red fluo-
rescent powders are prepared using a high-temperature solid-
state reaction method. Accompanied by significant differences
in atomic radius between Eu®" and In*" ions, two crystal struc-
tures of Eu®', six-coordinated and eight-coordinated, are
formed in host material. The spectral analysis indicates that the
typical luminescence concentration quenching phenomenon of
Eu’" is suppressed while obtaining enhanced luminescence. A
novel concentration quenching mechanism on regulating the
non-radiative transition rate in two-phase mixing material is
suggested to explain the enhancement of luminescence,
invariant fluorescence lifetimes, and improved luminescence
thermal stability. Moreover, the prepared white LED exhibits
superior luminous performance on CIE of (0.343, 0.335), CRI of
92.1 and CCT of 5013 K, which can meet the requirements of
high-quality lighting applications.

2. Experimental section

2.1 Sample preparation

The raw materials, including Na,COj3 (99.99%), In,03 (99.99%),
MoO; (99.99%), and Eu,O; (99.99%), are used to prepare
NIMO:xEu®" phosphors through a high-temperature solid-state
method. Chemical ratios dictate the precise weight of each raw
material used, and samples with varying doping ratios (x = 10-
90%) are prepared. These samples are then finely ground in
a mortar for 30 minutes before being placed in an alumina
corundum crucible. The mixture is heated at a rate of 3 K min "
in a muffle furnace to 923 K and calcined for 8 hours. Following
cooling to room temperature, the samples are retrieved for
grinding and subsequent qualitative and quantitative analysis.
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The preparation of pc-LED is achieved by mixing a certain
proportion (1:1) of phosphors with UV curing adhesive, and
then coating it on a NUV LED chip.

2.2 Sample characterization

A CuK « radiation source was used with an X-ray diffractometer
(XRD), at a tube current of 40 mA and tube voltage of 40 kV, to
analyze the phase structure of samples. The Beijing Zhuoli-
hanguang Instrument Co., Ltd provided the OmniFluo900
fluorescence spectrometer to conduct excitation, emission, and
fluorescence lifetime tests on the samples using a 75 W xenon
lamp and 20 Hz pulse laser. The fluorescence spectrometer was
combined with the Oxford Low Temperature Opto-electronic
Test and Analysis System to investigate the thermal stability
index of the sample, with a sampling interval of 25 K in a vari-
able temperature environment of 100-500 K. In addition,
absolute quantum yield measurements were conducted using
the Edinburgh Instruments FS5 fluorescence spectrometer
equipped with an attached integrating sphere module. Elec-
troluminescence spectra of the pc-LEDs were performed by the
Auto-Temperature LED Opto-electronic Analyzer of EVERFINE.

3. Results and discussion
3.1 Crystal structure analysis

The cell parameters of NIMO can be obtained from the standard
structure in the inorganic crystal structure database (ICSD): the
space groupis P1,a =7.29 A, b =7.29 A, ¢ = 15.06 A, & = 90.01°,
B = 90.02°, y = 99.11°, V = 788.93 A%, Z = 4, belonging to the
triclinic system.* In*" (CN = 6, r = 0.81 A) is less than Eu*" (CN
=6, 7 = 0.947 A). The cell parameters for NaEu(MoO,), (NEMO)
as follows: the space group is I4,a = 5.35A, b = 5.35 A, c = 11.64
A, a=90°, 8 =90°, v = 90°, V = 332.76 A*, Z = 2, belonging to
the tetragonal crystal system.> Eu®* (CN = 8, r = 1.07 A) is
greater than In*" (CN = 8, r = 0.92 A). From Fig. 1(a), it can be
seen that the NIMO unit cell contains six-coordinated [InOg]
and four coordinated [MoO,], while the NEMO unit cell
contains eight-coordinated [EuOg] and four-coordinated
[MoO,]. As to NIMO hosts, In*" ions are located in anti-
centrosymmetric positions of the unit cell, substitution of
Eu®" ions can reduce the symmetry and breaks the parity
prohibition, while causes energy absorption and emission. In
contrast, In** ion replaces Eu®*" in the octahedral dodecahedron
of the NEMO unit cell, not in the anti-symmetric center, while
the weaker energy transfer occurs. It is reported that the prob-
ability of successful replacement of luminescent centers
depends on the degree of difference in ion radius. The formula
is as follows:*

Di=|[Ri(CN =6) = R(CN=6)/R(CN =6)]| ),
Dy = |[Ry(CN = 8) — Ry(CN = 8)/Ry(CN = 8)]|

where R, represents the ionic radii of In®* and R, represents the
ionic radii of Eu**. According to formula (1), D; = 18.4%, D, =
13.7%, are all below 30%, representing the possibility of Eu®*
and In®*' effectively occupying two different structures. In
addition, due to differences in coordination environment, the

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 (a) Schematic crystal structures of NIMO and NEMO. (b) XRD patterns of Eu** doped NIMO samples.

cell volume of NIMO is 2.37 times that of NEMO, it can be
clearly known that when the crystal field undergoes severe
distortion and changes, new CET relationship regulation laws
will occur in such materials. In Fig. 1(b), it can be clearly seen
that when the Eu®* doping concentration is below 20%, the
powders mainly exhibit diffraction peaks of NIMO with a PDF
card no. 27-0713. However, as the Eu** doping concentration
further increases, diffraction peak of NEMO with a PDF card no.
055-0992 appears and gradually strengthens. When the Eu®*
doping concentration exceeds 70%, the main manifestation is
the diffraction peak of NEMO. In the field of materials science,
research on the structural phase transition caused by the
increase of doping components is very interesting.** According
to XRD analysis, there is a typical two-phase mixing and gradual
transitions with varying Eu®" concentrations in this material,
which will become an important origin for regulation of emis-
sion properties.

3.2 Concentration-dependent luminescence and dynamics
properties

Eu’" is one of the most popular red light emitting centers due to
its typical *D,~"Fy,, transitions. The photo-luminescence exci-
tation (PLE) and emission (PL) spectra of Eu** doped NIMO are
given in Fig. 2. In Fig. 2(a), the PLE spectrum contains a wide
charge transfer band (CTB) and a series of narrow band
absorption peaks. The broadband absorption peak range 260-
360 nm with a central wavelength of 305 nm is attributed to the
charge transfer from the 2p orbitals of 0>~ in MoO,>” to the
unfilled 4f orbitals in Eu®'. The stronger covalent bond
between W and O reduces the probability of 0>~ migrating to
Eu’®*, showing a relatively weak charge absorption band.*® In
addition, the narrow band absorption peaks range from 360-

© 2023 The Author(s). Published by the Royal Society of Chemistry

450 nm are derived from the transitions in 4f orbitals of Eu®".
Some strong peaks appear at 362 nm, 382 nm, 395 nm, 416 nm,
and 465 nm, corresponding to transitions of “Fy—"Dy,
"Fo->Gy/°Ly, "Fo-"Le, 'Fo—"Ds and ’F,-"D,, respectively. These
wavelengths exactly match the emission wavelengths of near-
ultraviolet and blue light chips, making them valuable in red
and white LED applications. PLE spectra with different Eu’*
doping concentrations are presented in Fig. 2(b). It can be
clearly seen that the CTB gradually undergoes a red shift, which
is due to a shortening of the bond length between Eu and O as
the crystal phase changes, resulting in a decrease of the energy
needed to transfer electrons from the 2p orbital of O~ to the 4f
orbital of Eu®*". This also corresponds to the experimental
conclusion of XRD patterns. In contrast, the positions of a series
of sharp absorption peaks remain constant due to energy level
transitions within the 4f-4f orbitals. For better understanding
of charge transfer process and energy level transitions, Fig. 2(c)
presents the classical energy level diagram of Eu®* ions with the
main excitation and emission processes. In molybdate lumi-
nescent materials, when the excited state electron transitions to
various energy levels from the ground state, the main emission
peaks belong to °D,—"Fj, which is due to the large phonon
threshold of molybdate matrix and the high non-radiative
transition rate between high-energy levels.

In Fig. 2(d), the PL spectra of Eu®" are measured at the
excitation wavelength of 395 nm. It can be seen that all spectra
exhibit narrowband emissions at 592 nm, 616 nm, 656 nm, and
702 nm, corresponding to transitions *Dy-"F;, *Dy-"F,, *Dy-"F3,
and °Dy-"F4. It can be clearly seen that the electric dipole
transition *Dy-"F, is dominant and gradually enhances with
increased Eu®* concentration. The previous report have shown
that the ratio of *Dy-"F, to *Dy-"F; not only determines the color
of the emitted light but also reflects the local symmetry of Eu®*

RSC Adv, 2023, 13, 31167-31175 | 31169
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Fig. 2 (a) PLE spectrum of NIMO:90%Eu®* sample. (b) PLE spectrum of NIMO:xEu** with different Eu®** doping concentrations. (c) Energy level

diagram of Eu®*
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%6, The calculation results in Fig. S17 indicates the ratios remain
unchanged, which suggests that the increasing Eu®* doping
concentration does not alter the low inversion symmetry of Eu**
from the octahedral and dodecahedral substitution and main-
tains stable color purity simultaneously.***” In the inset of
Fig. 2(d), the CIE coordinates of NIMO:90%Eu’" is (x, y) =
(0.668, 0.332), similar to the internationally recognized stan-
dard for red color (0.666, 0.334). Moreover, the color purity of all
samples is higher than 96% by calculation.*® In Fig. 2(e) and (f),
the emission peaks and integral intensity of NIMO:xEu®" with
Eu’®" doping concentrations from 10% to 90% are measured and
calculated. It is worth noting that the integral intensity of
samples gradually increase with the enhanced Eu®" doping
concentrations, and no traditional concentration quenching
phenomenon is observed.

In traditional luminescent materials, emitters can homoge-
neously disperse into the interior host matrix by replacing the
equivalent ions that have similar ionic radii, the occurrence of
concentration quenching is mainly due to the accelerated CET
with closer distance between dopants.** However, a different
mode of energy transfer relationship on concentration
quenching inhibition should be highlighted in NIMO:xEu®",
and the energy transfer relationship model is represented in
Fig. 3. It can be clearly seen that, as the Eu*" concentration
increases, the second phase of NEMO gradually generates and
manifolds. There exist three pathways for CET between emitters
in such materials, namely Eu-Eu in the six-coordinated struc-
ture, Eu-Eu in the eight-coordinated structure, and Eu-Eu
between the six-coordinated and eight-coordinated structures.
According to Blasse's report, when the distance between emit-
ters is less than 5 A, energy transfer is prone to occur between
them.* On the contrary, when the distance is greater than 5 A,

3170 | RSC Adv, 2023, 13, 31167-31175

.(d) PL spectrum of NIMO:90%Eu®* sample, inset is its CIE coordinate. (e) Emission peaks of NIMO:xEu>*

. (f) Integrated intensity

energy transfer is less effective. In NIMO, if In*" is completely
occupied by Eu**, the closest distance between emission centers
is 5.8827 A. But in NEMO, the closest distance between emis-
sion centers is 5.3470 A. Therefore, the sustained fluorescence
enhancement in NIMO:xEu®' indicates that the average
distance between Eu’®" emitters is increasing. It should be
emphasized that the main contribution to increasing the
average spacing comes from the increase in lattice interface
barriers between six-coordinated Eu unit and eight-coordinated
Eu unit. The increasing interface barriers can effectively block
the CET between the two-phase structures and mount up the
number of emitted photons for enhancing emission.*>** In
addition, it is observed that the emission intensity of
NIMO:90%Eu’" is about 1.3 times that of NEMO in Fig. S2,}
indicating an efficient red light emission can be achieved under
this CET mechanism. Moreover, the absolute quantum yield of
the NIMO:90%Eu** phosphor is measured in Fig. S31 and
a remarkable value of 90.87% is obtained under the excitation
wavelength of 395 nm.

In Fig. 4, the fluorescence lifetime curves are measured to
investigate the microscopic population process of Eu** activa-
tors in NIMO:xEu®* phosphors. Fig. 4(a) displays the fluores-
cence decay curve of NIMO:40%Eu®* in °D,~"F, transition,
which can be well fitted by the following first-order exponential
equation:*

I(t) = A exp(—tl7) (2)
where I(t) represents the luminous intensity at time ¢, A is
a constant, and 7 is the average single photon fluorescence
lifetime. The fitting result shows that the decay time constant is
402.3 ps. In Fig. 4(b) and (c), it is interesting to find that all

© 2023 The Author(s). Published by the Royal Society of Chemistry
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lifetimes of Eu®" doping concentrations ranging from 10% to
90% are almost unchanged and around 400 ps, this is also
means that the total electron transition rates do not change

with the variation of Eu*" doping concentrations. As is known
that, the electron transition rate includes two parts: radiative
transition rate and non-radiative transition rate. Generally,
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Fig. 4 (a) Fluorescence decay curve of NIMO:40%Eu>*. (b) Fluorescence decay curves of NIMO:x%Eu>*. (c) Fluorescence decay time constants
of NIMO:X%Eu®*. (d) Schematic diagram of non-radiative transition regulation mechanism in NIMO:x%Eu>*.
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when the environment of the luminescent center is stable, the
radiation transition rate remains almost constant, but the non-
radiative transition rate is related to the change in crystal field.
In NIMO:xEu®", there are two main factors that affect non-
radiative transition, one is the CET between Eu ions in the
six-coordinated structure, the other is the CET between Eu in
the six-coordinated structure and Eu in the eight-coordinate
structure. In the six-coordinated structure of NIMO, the
increasing Eu®* doping concentration can shorten the distance
between them, while increasing the non-radiative transition
rate. Complementarily, the lattice interface barriers related to
Eu in the six-coordinated structure and in the eight-coordinated
structure will also increase with the increasing Eu emitters,
which can decrease the non-radiative transition rate by blocking
the CET between them. The unchanged lifetimes in
NIMO:xEu®" indicate that the increasing non-radiative transi-
tion rate is equivalent to the decreasing value, and cancels out
each other. To better understand the regulatory mechanism of
non-radiative transition rate, a vivid schematic diagram is
shown in Fig. 4(d). Furthermore, the fluorescence lifetime of
NEMO is measured and calculated as 336 us in Fig. S4,T indi-
cating the serious non-radiative transition processes among
their Eu emitters.

3.3 Temperature-dependent emission spectra and dynamics

As is well known, there is a strong dependence of luminescence
intensity on environmental temperature, which is known as
thermal-quenching effect. To reveal the thermal-quenching
properties in the two-phase mixing NIMO:xEu®" materials, the
PLE and PL spectra of NIMO:xEu®" (x = 10% and 40%) with the
varying temperature range from 100 K to 500 K are displayed in
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Fig. 5(a) and (b). In Fig. 5(a), it can be seen that absorption
bands of matrix in NIMO:40%Eu’" have a red shift with the
increasing temperature, which is due to the different sensitivity
to temperature for the overlapping PLE spectra in the two-phase
structures. In Fig. 5(b), it is evident that the PL intensity of
NIMO:40%Eu’" gradually decreases with increasing tempera-
ture, but the position and proportion of the emission peaks
remain almost unchanged, indicating a good color thermal
stability. As the PLE and PL spectra measured in Fig. S5,1 if the
luminous intensity at 300 K is used as a reference, when
temperature rises to 400 K, the emission intensities of
NIMO:10%Eu*’ and NIMO:40%Eu®’ remain at 53.5% and
76.3%, which indicates that sample with high Eu®*" doping
concentration exhibits good luminescence stability. In Fig. 5(c),
the activation energy is obtained by the following formula:**

I
l+cxexp|——

IT ==
kT

where I, represents the initial luminous intensity, AE is the
thermal activation energy, k is the Boltzmann constant, T is the
real-time temperature, and ¢ is the constant. By fitting, the
thermal activation energy of NIMO:10%Eu’" and NIMO:40%
Eu®" are 0.327 eV and 0.388 eV. It can be seen that samples with
higher doping concentrations have higher thermal activation
energy, thus exhibiting good luminescence stability. It should
be noted that the CET mainly occurs among the six-coordinated
Eu®" ions in NIMO:10%Eu*" phosphor. But in NIMO:40%Eu*",
the gradually increasing lattice interface barriers can effectively
block the CET, thereby inhibiting the thermal activation process
of materials.
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Fig. 5 (a) Temperature-dependent PLE spectra of NIMO:40%Eu®". (b) Temperature-dependent PL spectra of NIMO:40%Eu®". (c) Temperature
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dependent spontaneous decay rates of NIMO:10%Eu®* and NIMO:40%Eu>*.
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responding chromaticity coordinates in the CIE diagram.

To further reveal the temperature quenching of the emission
intensity in such materials, the dynamics of the *D,-"F; tran-
sition in NIMO:10%Eu*" and NIMO:40%Eu®* as a function of
temperature are determined and shown in Fig. 5(d), which
shows a regular change with increasing temperature. Based on
the multi-phonon-relaxation theory, the total spontaneous
emission rate of >°D, can be written as follows:**

Wr = Wr + War(0) x (1 — exp(hawlkT)) 2Eh (4)

Wr represents the total spontaneous emission rate, Wy
represents the radiative transition rate, and Wyg(0) represents
the non-radiative transition rate at 0 K. By fitting, it is deduced
that Wy = 0.00273 ms™ " and Wyg(0) = 41.5 ms™ ' for NIMO:10%
Eu®', Wp = 0.00274 ms ' and Wyg(0) = 31.4 ms ' for
NIMO:40%Eu>". It can be seen that Wy remain constant
between NIMO:10%Eu*" and NIMO:40%Eu>", however, Wyg(0)
reduces by approximately 25% with increasing Eu®*" doping
concentrations. This experiment results further indicate that
the increase in the average spacing of Eu®" by lattice interface
barriers can effectively suppress non-radiative energy loss, as
described in the above section.

3.4 Applications in red and warm white LEDs

The luminescence intensity of Eu®" doped red phosphors is
crucial for supplementing the red light component in
commercial fluorescent powder. A red-emitting LED device is
packaged by combining a 395 nm near-UV chip and the
NIMO:90%Eu’" phosphors in Fig. 6(a). The device emits bright
red light visible to the naked eye (inset of Fig. 6(a)) and shows
high color purity of 96%, representing its potential application
in improving the color rendering performance of lighting
devices. To confirm its practical application in warm white
indoor lighting, a white LED device is encapsulated by

© 2023 The Author(s). Published by the Royal Society of Chemistry

CIE Diagram

(a) Electroluminescence performance of the fabricated red and white LED devices, the insets show their working conditions. (b) Cor-

combining the commercial BAM:Eu”* blue phosphors,
YAG:Ce®" yellow phosphors and the as-prepared NIMO:90%
Eu®" onto the 395 nm near-UV chip in Fig. 6(a). As wishes, the
coated white LED displays a bright white light emitting with
slightly yellow (the lower part of Fig. 6(a), inset). The fabricated
white LED shows an effective lighting performance with CIE
chromaticity coordinates of (0.343, 0.335) (Fig. 6(b)), CRI of
92.1, CCT of 5013 K, color realism of 86.9, and color saturation
of 101.1. All the experimental results indicates that the two-
phase mixing NIMO:xEu®" materials have potential applica-
tion prospects in warm white LEDs.

4. Conclusions

In summary, a series of highly efficient NIMO:xEu®" (x = 10-
90%) red light phosphors are successfully synthesized using
a high-temperature solid-state method and concentration
quenching inhibition is found in this system. The crystal
structure, PLE and PL spectra, fluorescent dynamics and
temperature-dependent luminescence properties are performed
to comprehensively investigate its concentration quenching
mechanism. As the Eu®" doping concentration increases, the
coexistence of Eu six-coordinated and eight-coordinated phases
appears in the as-prepared materials. The increase lattice
interface barriers can enlarge the average spacing of Eu in
material, effectively suppress their CET, and enhance the red
emission. The fluorescence lifetime does not change with the of
Eu®" doping concentration, indicating that the increase of CET
in Eu six-coordination units and the decrease of CET by lattice
interfaces barriers are mutually constrained. Temperature-
dependent luminescence performance analysis shows that
due to the regulatory effect of lattice interface barriers, the
NIMO:40%Eu®" sample has better luminescence thermal
stability, and the non-radiative transition rate is suppressed by
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25% compared to the NIMO:10%Eu>". Finally, the encapsulated
device displays an effective warm white light performance with
suitable CIE coordinates of (0.343, 0.335), low CCT of 5013 K,
and high CRI of 92.7. In brief, the experimental results show
a new mechanism for regulating CET relationships in the two-
phase mixing materials, and lays an important foundation for
exploration and preparation of new and efficient luminescent
materials for warm white LEDs.

Conflicts of interest

There are no conflicts to declare.

Acknowledgements

This work is financially supported by grants from the National
Natural Science Foundation of China (No. 52102194); Key
Research Projects of Colleges and Universities in Henan Prov-
ince (No. 21A430027); Guangdong Basic and Applied Basic
Research Foundation (No. 2021A1515010449); Interdisciplinary
Sciences Project, Nanyang Institute of Technology.

References

1 Y.-C. Lin, M. Karlsson and M. Bettinelli, Inorganic phosphor
materials for lighting, Top. Curr. Chem., 2017, 374, 309-355.

2 V. Singh, P. Rohilla, S. Kaur and A. S. Rao, Tb*" activated
Na;YSi,O, phosphors for display panels, Optik, 2022, 271,
170221.

3 D. L. Wei, H. J. Seo, Y. S. Liu and X. F. Yang, Broadband
infrared emission of Pr*'-doped BilLa,0,s phosphor for
optical amplifier applications, J. Lumin., 2023, 253, 119488.

4 X.J. Liu, T. Q. Chen, Y. Y. Gong, C. Li, L. Y. Niu, S. Q. Xu,
X. T. Xu, L. K. Pan, J. G. Shapter, Y. Yamauchi, J. Na and
M. Eguchi, Light-conversion phosphor nanoarchitectonics
for improved light harvesting in sensitized solar cells, J.
Photochem. Photobiol., C, 2021, 47, 100404.

5 J. M. Huang, P. F. Jiang, Z. Cheng, R. Wang, R. H. Cong and
T. Yang, Structural confinement-induced highly efficient
deep-red emission and negative thermal quenching
performance in Mn*"-activated Ca,Mg,GagyAl,0;g:Mn*"
phosphors, Inorg. Chem. Front., 2023, 10, 2776-2787.

6 L. Pu, Y. Wang, J. Zhao, M. Jin, L. Li, P. Li, Z. Wang, C. Guo
and H. Suo, Multi-mode ratiometric thermometry using
thermo-intensified NIR emission, Chem. Eng. J., 2022, 449,
137890.

7 F. Y. Zhao, Z. Song and Q. L. Liu, Advances in chromium-
activated phosphors for near-infrared light sources, Laser
Photonics Rev., 2022, 16, 2200380.

8 Q. Zhang, Y. Shi, D. Kosyanov, Y. Xiong, T. Wu, Z. Zhou,
Q. Liu, J. Fang, J. Ni, H. He, J. Yu, M. Niu and W. Liu,
Effect of extra added Mg** and Si*" on the microstructure
and luminescence properties of Ce:YAG ceramic phosphors
for high power LED/LD lighting, Ceram. Int., 2023, 49,
11311-11322.

9 R. Zhang, H. Lin, Y. L. Yu, D. Q. Chen, J. Xu and Y. S. Wang, A
new-generation color converter for high-power white LED:

3NM74 | RSC Adv, 2023, 13, 31167-31175

10

11

12

13

14

15

16

17

18

19

20

21

22

View Article Online

Paper

transparent Ce’":YAG phosphor-in-glass, Laser Photonics
Rev., 2014, 8, 158-164.

Q. Yao, P. Hu, P. Sun, M. Liu, R. Dong, K. Chao, Y. Liu,
J. Jiang and H. Jiang, YAG:Ce®*" transparent ceramic
phosphors brighten the next-generation laser-driven
lighting, Adv. Mater., 2020, 32, 1907888.

D. Q. Chen, Y. Zhou and J. S. Zhong, A review on Mn**
activators in solids for warm white light-emitting diodes,
RSC Adbv., 2016, 6, 86285-86296.

L. Huang, Y. Zhu, X. Zhang, R. Zou, F. Pan, J. Wang and
M. Wu, Hf-free hydrothermal route for synthesis of highly
efficient narrow-band red emitting phosphor K,Si;.
FexMn®" for warm white light-emitting diodes, Chem.
Mater., 2016, 28, 1495-1502.

C. Y. Jiang, L. H. Li, M. G. Brik, L. T. Lin and M. Y. Peng,
Epitaxial growth via anti-solvent-induced deposition
towards a highly efficient and stable Mn** doped fluoride
red phosphor for application in warm WLEDs, J. Mater.
Chem. C, 2019, 7, 6077-6084.

X. Huang, B. Li, H. Guo and D. Chen, Molybdenum-doping-
induced photoluminescence enhancement in Eu**-activated
CaWO, red-emitting phosphors for white light-emitting
diodes, Dyes Pigm., 2017, 143, 86-94.

R. Nagaraj, A. Raja and S. Ranjith, Synthesis and
luminescence properties of novel red-emitting Eu®*" ions
doped silicate phosphors for photonic applications, J.
Alloys Compd., 2020, 827, 154287.

Q. Wu, Y. Xie, F. She, Q. Zhao, J. Ding and J. Zhou,
CsBaB;0g:Eu’®" red-emitting phosphors for white LED and
FED: crystal structure, electronic structure and
luminescent properties, J. Rare Earths, 2021, 39, 1040-1048.
T. Gavrilovic, J. Perisa, Z. Ristic, K. Elzbieciak-Piecka,
L. Marciniak, C.-G. Ma, Z. Antic and M. D. Dramicanin,
Thermal history forensics using the emission intensity
ratio of YVO,: Eu*" phosphor, Measurement, 2022, 202,
111942.

B. Yu, Y. Li, Y. Wang and L. Geng, Double-site Eu*"
occupation in the langbeinite-type phosphate phosphor
toward adjustable emission for pc-WLEDs, J. Alloys
Compd., 2021, 874, 159862.

K. Thomas, D. Alexander, K. P. Mani, S. Gopi, S. A. Kumar,
P. R. Biju, N. V. Unnikrishnan and C. Joseph, Intrinsic red
luminescence of Eu®*-activated lanthanum molybdate:
insights into the spectroscopic features using Judd-Ofelt
theoretical analysis, J. Phys. Chem. Solids, 2020, 137, 109212.
Y. Zhang, X. Zhu, Y. Zhao, Q. Zhang, Q. Dai, L. Lu and
L. Zhang, CdWO4:Eu®" Nanostructures for Luminescent
Applications, ACS Appl. Nano Mater., 2019, 2, 7095-7102.

Y. Liu, J. Li, H. Zuo, X. Shi, S. Ma and M. Zhao, Synthesis and
luminescent properties of KLal,x,y(M004)2,Z(WO4)Z:xEu3+,
yDy** phosphors for WLEDs, J. Mater. Sci.: Mater. Electron.,
2016, 27, 9470-9475.

Q. Cheng, F. Ren, Q. Lin, H. Tong and X. Miao, High
quantum efficiency red emitting alpha-phase La,W,00:Eu*"
phosphor, J. Alloys Compd., 2019, 772, 905-911.

© 2023 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ra05873e

Open Access Article. Published on 01 November 2023. Downloaded on 7/24/2025 3:40:21 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

23 J. Afshani, T. Delgado, G. Paveliuc and H. Hagemann,
Luminescence spectroscopy of CaAl;,0,9:Eu®"  and
SrAl;,046: Eu’* nanoparticles, J. Lumin., 2022, 246, 118805.

24 A. L. Becerro, M. Allix, M. Laguna, D. Gonzalez-Mancebo,
C. Genevois, A. Caballero, G. Lozano, N. O. Nunez and
M. Ocana, Revealing the substitution mechanism in
Eu*":CaMo0, and Eu®*Na":CaMoO, phosphors, J. Mater.
Chem. C, 2018, 6, 12830-12840.

25 X. Qiao, J. Xin, X. Nie, J. Xu, S. Qi and Z. Jiang, The structure-
dependent luminescence of Eu*'-activated MBaY(BO;),
(M=Na, K) nanoparticles, Dyes Pigm., 2017, 143, 103-111.

26 S. Wang, Y. Xu, T. Chen, W. Jiang, J. Liu, X. Zhang, W. Jiang
and L. Wang, A red phosphor LaSc;(BO;),:Eu®” with zero-
thermal-quenching and high quantum efficiency for LEDs,
Chem. Eng. J., 2021, 404, 125912.

27 N.Yang, J. Li, Z. Zhang, D. Wen, Q. Liang, J. Zhou, ]J. Yan and
J. Shi, Delayed concentration quenching of luminescence
caused by Eu’*-induced phase transition in LaScs(BO;),,
Chem. Mater., 2020, 32, 6958-6967.

28 K. Singh, M. Rajendran, R. Devi and S. Vaidyanathan,
Narrow-band red-emitting phosphor with negligible
concentration quenching for hybrid white LEDs and plant
growth applications, Dalton Trans., 2021, 50, 4986-5000.

29 S. Priyansha, J. Madda and S. Vaidyanathan, Narrow band
dazzling red emitting (LiCaLa(MoO,);:Eu®*") phosphor with
scheelite structure for hybrid white LEDs and
LiCaLa(Mo00,);:Sm>+, Eu*" based deep-red LEDs for plant
growth applications, Dalton Trans., 2023, DOIL: 10.1039/
D3DT02716C.

30 J. Chen, X. F. Yang, C. Y. Jiang, Y. F. Wang, L. Zhou and
M. M. Wu, Second-phase-induced fluorescence quenching
in non-equivalent substituted red phosphors, RSC Adv.,
2022, 12, 29338-29345.

31 M. Maczka, Vibrational characteristics of the alkali metal-
indium double molybdates MIn(MoO,), and tungstates
MIn(WO,), (M=Li, Na, K, Cs), Int. J. Quantum Chem., 1997,
129, 287-297.

32 J. P. Li, G. L. Mo, Y. H. Bai and A. Bao, Microwave-assistant
hydrothermal synthesis and luminescence of
NaEu(MoO,),:Sm*" powders, J. Mater. Sci.: Mater. Electron.,
2015, 26, 7390-7396.

33 C.G.Yang, Y. G. Liuy, H.J. Yu, Y. K. Liu, J. Y. Yang, C. A. Xie,
L. L. Wang and R. Y. Mi, Using energy transfer to obtain
warm white-emitting and thermally stable
Ca,Y(AlO);(BO5)4:Dy*", Eu** phosphors, J. Lumin., 2023,
260, 119875.

34 V. Sivakumar and U. V. Varadaraju, Intense red-emitting
phosphors for white light emitting diodes, J. Electrochem.
Soc., 2005, 152, H168.

© 2023 The Author(s). Published by the Royal Society of Chemistry

View Article Online

RSC Advances

35 F. M. Emen and R. Altinkaya, Luminescence and
thermoluminescence properties of Sr;WO4:Eu®* phosphor,
J. Lumin., 2013, 134, 618-621.

36 R. Phatak, N. Pathak, S. Muhammed, S. K. Sali and A. Das,
Crystal structure and site symmetry of undoped and Eu®*
doped Ba,LaSbOs and BaLaMSbOs compounds (M= Mg,
Ca): tuning europium site occupancy to develop orange
and red phosphor, ChemPlusChem, 2018, 83, 1144-1152.

37 N. Pathak, S. Mukherjee, B. P. Mandal, A. K. Yadav, S. N. Jha
and D. Bhattacharyya, Interplay between local distortion at
lattice sites with optical and electrical properties of Eu®*-
doped MNbO; (M= Na and K) compounds, Mater. Adv.,
2020, 1, 2380-2394.

38 X. Huang, S. Wang, B. Li, Q. Sun and H. Guo, High-
brightness and  high-color  purity  red-emitting
CazLu(AlO);(BO;),:Eu** phosphors with internal quantum
efficiency close to unity for near-ultraviolet-based white-
light-emitting diodes, Opt. Lett., 2018, 43, 1307-1310.

39 P. P. Dang, G. G. Li, X. H. Yun, Q. Q. Zhang, D. ]J. Liu,
H. Z. Lian, M. M. Shang and ]. Lin, Thermally stable and
highly efficient red-emitting Eu**-doped Cs;GdGe;Oq
phosphors for WLEDs: non-concentration quenching and
negative thermal expansion, Light: Sci. Appl., 2021, 10, 29.

40 G. Blasse, Energy transfer between inequivalent Eu>" ions, J.
Solid State Chem., 1986, 62, 207-211.

41 N. Pathak, S. Mukherjee, D. Das, D. Dutta, S. Dash and
R. M. Kadam, Evolution of different defect clusters in Eu**
doped KMgF; and Eu®", Li* co-doped KMgF; compounds
and the immediate impact on the phosphor
characteristics, J. Mater. Chem. C, 2020, 8, 7149-7161.

42 S. Mukherjee, N. Pathak, D. Das and D. Dutta, Engineering
defect clusters in distorted NaMgF; perovskite and their
important roles in tuning the emission characteristics of
Eu®" dopant ion, RSC Adv., 2021, 11, 5815-5831.

43 Y. B. Hua, W. G. Ran and ]J. S. Yu, Excellent
photoluminescence and cathodoluminescence properties
in Eu**-activated Sr,LaNbOg materials for multifunctional
applications, Chem. Eng. J., 2021, 406, 127154.

44 B.Li, X. Y. Huang, H. Guo and Y. J. Zeng, Energy transfer and
tunable  photoluminescence  of  LaBWOg:Tb*! Eu**
phosphors for near-UV white LEDs, Dyes Pigm., 2018, 150,
67-72.

45 Y. F. Wang, Y. S. Zhu, W. Xu, H. W. Song, S. Xu, J. Wang and
H. N. Cui, Self assembly of three-dimensional Lu,O5:Eu*"*
inverse opal photonic crystals, their modified emissions
and dual-functional refractive index sensing, Dalton Trans.,
2013, 42, 14014-14020.

RSC Adv, 2023, 13, 31167-31175 | 31175


https://doi.org/10.1039/D3DT02716C
https://doi.org/10.1039/D3DT02716C
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ra05873e

	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e
	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e
	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e
	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e
	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e

	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e
	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e
	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e
	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e
	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e

	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e
	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e
	Concentration quenching inhibition and fluorescence enhancement in Eu3tnqh_x2B-doped molybdate red phosphors with two-phase mixingElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra05873e


