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ABSTRACT: A series of iso-structural Lag(Si,,,B;_,)(03_,N,):Ce** phosphors with
apatite structure have been prepared. A combination of powder X-ray diffraction and
neutron scattering technique was employed to explore the crystal structural evolution
and the rigid nature from oxy- to oxynitride-based apatites, and some local structures
were also characterized by HRTEM and **Si NMR data, respectively. The new
Lag(Siy,,B,_,) (015-,N,):Ce** solid solution phosphors gave continuously controlled
emission from 421 nm [LaSi,BO;;:Ce**, end-member (x = 0)] to 463 nm
(LasSi;0,N:Ce**, end-member (x = 1)). Substitution of B** and O*~ by Si** and
N*" in Las(Siy,,B;_,)(O3_.N,):Ce*" phosphors produced more covalency into the
crystal field environment around the Ce®* ions inducing the red-shifted emission,
further improving the thermal stability of the oxynitride-based apatite phosphors. The
proposed approach from oxy- to oxynitride based iso-structural phases could
significantly contribute to future research in designing complex solid solution
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1. INTRODUCTION

As a classical family of luminescence materials host, apatite-type
compounds have drawn much attention owing to their
adjustable chemical compositions in isostructural compounds
with stable physical and chemical properties.'™ As it is well-
known, the apatite structure belongs to the hexagonal
symmetric system with a general chemical formula of the
form A,o(X0,)¢Z, (A = Ca**, Ba**, Ce*, La**, Y**, etc, X =
P%, As*, Si**, etc, and Z = O*7, F~, CI~, OH", etc.).* ' For
the A;o[PO4]¢Z, compound, there are two kinds of cationic
crystallographic sites labeled as A(I) and A(II) with the local
symmetry C; and C, respectively. Therefore, it is interesting
and significant to study the apatite compounds which possess
the capability of substitution by other versatile ions and form
solid solution. Among them, LasSi,BO,; is iso-structural with
natural fluoroapatite Ca;o(PO,)sF,, which crystallizes in the
hexagonal symmetric system with the space group of P6;/
m.'% In former, both Si and B atoms are located on the
tetrahedral site as a member of [SiO,]*” and [BO,]°”
tetrahedra. The two kinds of cationic crystallographic sites
labeled as La(I), which locates in the general 4f Wyckoff sites
with C; point symmetry, and the other as La(II), which is the 7-
fold coordinated 6h site with C; point symmetry. The average
La—O distances corresponding to these two sites are 2.61 and
2.52 A, respectively.'> LasSi;0,N also belongs to the
hexagonal system with the space group P6y/m (no. 176),
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irrespective of the replacement of B**—0>" by the Si**—N*~
group.'® Therefore, based on an appropriate choice of anions
and cations, many iso-structural compounds can be realized in
some apatite-type compounds. Accordingly, we can fabricate
some new phosphors depending on different chemical
compositions for the applications in the fields of illumination
and display, such as solid state lighting based on the phosphor-
converted white light emitting diodes.

Recently, the study on solid solution phosphors has received
plenty of attention. In the course of the present investigation,
Lay(Siy,,B1_,)(03_,N,) solid solution compounds based on
the combination of the LasSi,BO,; (oxy-apatite) and
LasSi;0;,N (oxynitride—apatite) phases have been prepared
by substituting the coupled B*—0>" by Si*'—N*". The
structure of oxy-apatite consists of [SiO,] tetrahedra, which
can be partially replaced by [Si[O/N],] tetrahedra. The [SiO,]
or [Si[O/N],] units are stacked together by sharing their
corners or edges through O ions to form a condensed
framework. In the formation of solid-solution, replacing ion
pairs, B> and O®” by Si*" and N*7, modifies electrostatic
properties that influence the spectroscopic properties and
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luminescence dynamics of the doped Ce®" optical centers but
keeps the iso-structure and stability of the crystalline lattice.

Previously, LasSi,BO,5:Ce®" phosphor was reported as a kind
of violet-blue emitting phosphor,'* and La;Si;O,N:Ce>* gave
blue emission.’> However, the structural association and the
phase evolution of these two iso-structural apatite phases, and
the investigations on photoluminescence properties in
Lay(Siy,,B;_,)(013_,N,):Ce*" solid solution phosphors, have
not been reported until now. This study not only sheds light on
the exploration of potential novel phosphors for the practical
applications but also reveals the correlations between local
structure and luminescence properties of rare earth ion-doped
inorganic materials. Therefore, the as-obtained solid-solution
phosphors can be used as the blue-component in the
fabrication of near-UV pumped light emitting diodes (LEDs).
Since the emission peaks can be controlled by the chemical
compositions, and the thermal stability can be enhanced with
the introduction of nitrogen elements, this new strategy on the
design of the solid solution phosphors and the as-obtained
phosphors will be very important for the foundation research
on phosphors and the related potential applications.

2. EXPERIMENTAL PROCEDURE

Lag(Sip,,B,_)(015_.N,):Ce®* (x = 0, 0.1, 02, 0.3, 0.4, 0.5, 0.6,
0.7, 0.8, 0.9, and 1.0) phosphors were synthesized by the
traditional high-temperature solid-state method from stoichio-
metric mixtures of the raw materials SiO, (A.R.), B,O; (A.R.),
Si,N;3(99.99%), La,0; (99.99%), and CeO, (99.99%). The
precursors were thoroughly mixed by grinding in an agate
mortar, and the final mixture was placed in an alumina crucible
and was annealed at 1400—1500 °C, depending on different
chemical compositions in a reducing (5% H, + 95% N,)
atmosphere for S h. After that, the samples were furnace-cooled
to room temperature and ground into powder for further
analysis.

The phase structure of as-prepared samples were checked
through the X-ray powder diffractometer (XRD-6000,
SHIMADZU, Japan) using Cu Ka radiation (1 = 0.15406
nm) operated at 40 kV and 30 mA. Neutron power diffraction
(NPD) data of the selected samples Las(Si,,,B;—,) (O(13-9N,)
with » = 0, 0.7, and 1 for Rietveld analysis were collected at
room temperature using a high resolution power diffractometer
at the Hanaro Center of Korea Atomic Energy Research
Institute. The NPD data were collected over a scanning range
of 10.5° <26 < 160° with a step size of 0.05° using a neutron
beam of wavelength 1.83515 A. Rietveld refinement was
performed by using TOPAS 4.2."° *Si solid-state nuclear
magnetic resonance (NMR) experiments were performed on
an 80 MHz solid-state Avance Bruker NMR. High-resolution
transmission electron microscope (HRTEM) images were
checked by a JEOL JEM-2010 microscope with an accelerated
voltage of 200 kV. Photoluminescence excitation (PLE) and
emission (PL) spectra were performed by using a fluorescence
spectrophotometer (F-4600, HITACHI, Japan) equipped with
a photomultiplier tube operating at 500 V and a 150 W Xe
lamp used as the excitation lamp. The temperature-dependent
luminescence properties were measured on the same
spectrophotometer, which was equipped with a homemade
heating cell and a computer-controlled electric furnace (Tianjin
Orient KOJI Co., Ltd, TAP-02). The internal quantum
efficiency was measured by using the integrating sphere on
the Edinburgh instrument FLSP920 fluorescence spectropho-
tometer.
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3. RESULTS AND DISCUSSION

The phase purity of the as-prepared samples was first checked
by XRD patterns. Figure la shows the XRD patterns of
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Figure 1. (a) XRD patterns of Las(Si,,,B,_,)(O;_,N,) (x = 0.1, 0.3,
0.5, 0.7, 0.9, and 1.0), and the standard data for La;Si,BO,; (JCPDS
card no. 52—699) and La;Si;O;,N (JCPDS card no. 36—571) are
shown as a comparison. (b) Variation in fwhm of diffraction peak
corresponding to (300) plane with increase of x, (c) the magnified
view of the diffraction peaks of compositional series in the region
around 26 = 32°, and (d) variation in diffraction peak position with
increase of x.

Lay(Sip, B, ) (045 .N,) (x = 0.1, 0.3, 0.5, 0.7, 0.9, and 1.0),
which are consistent with the standard data for LasSi,BO 3
(JCPDS card no. 52-699) and La Si;O;,N (JCPDS card no. 36-
571). The XRD patterns of the La(Si,,,B,_,)(05_,N,) solid
solution can be well-identified as the single-phase patterns,
which indicate that LagSi,BO;; and LasSi;O;,N compound
could form continuous solid solution, and all peaks of all
patterns were indexed by hexagonal cell (P65/m) with
parameters close to LasSi,BO;; or LagSi;O,N (apatite-type
structures). Diffraction peak position and shape are sensitive to
the lattice disorder created by the progressive substitution of
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the Si/N in place of B/O. In order to further investigate the
variation of the local structure, such as the possibility of lattice
disorder, we have analyzed XRD diffraction peaks at relevant
Bragg position. As shown in Figure 1 (panels b and c), we can
find the broadening of the full width at half-maximum (fwhm)
for the diffraction peaks along with the shift of diffraction peak
indexed as (300) plane at around 32° with increasing content of
Si/N in place of B/O, which indicates lattice disordering on
partially introducing Si/N for B/O. Moreover, such a variation
of the peak positions can be clearly found to shift to the lower
20 value (Figure 1d).

However, X-ray diffraction was not able to effectively
distinguish the O and N sites because of their similar X-ray
scattering factors if we wonder more detailed information on
the coordination environment. Rietveld refinement by using
neutron powder diffraction (NPD) was performed, and the
distribution of O and N atoms in Las(Si,,,B;_,)(O;;_,N,) was
clearly determined. The crystal structure of LasSi;O;,N was
taken as the starting model for NPD Rietveld refinement, and
the phase purity and site occupancy of the solid solution
phosphors at each selected composition corresponding to x = 0,
0.7, and 1 were estimated. The observed, calculated, and
difference results for the Rietveld refinement neutron patterns,
the final refined residual factors and refined structural
parameters are summarized in Figure 2 and Table 1. All the
refined crystallographic parameters well satisfy the reflection
conditions, and good fits were obtained with y* = 2.31, 3.12,
and 3.48 for Lag(Si,B) O3 (x = 0), Lag(Si,;Bo3)(0153Np5) (x =
0.7), and LagSi;(O,N) (x = 1), respectively. The fractional
atomic coordinates, isotropic displacement parameters (A?),
and the main bond lengths (A) for Las(Si,B)O,3, Las(Si,;By3)-
(0133Np7), and LasSi;(O,N) from the Rietveld structure
analysis of NPD patterns are listed in Tables S1 and S2 of the
Supporting Information. Moreover, the crystallographic in-
formation files (CIF) of Lay(Siy;Bg3)(0,3N,-) were also
given in the Supporting Information.

Apatite structure can be generally represented by MI,
M2,(X0O,);Z, where M is a divalent or trivalent cation, X is a
trivalent, tetravalent, or pentavalent cation, and Z is possibly
occupied by monovalent or divalent anions." MI cation
occupying the 4f site is coordinated by nine O/N atoms and
M2 cation occupying the 6h site is coordinated with 7 O/N
atoms. Herein, LagSi, ;B O, 3N, was selected as the example
to study the detailed coordination information. In such a
structure, both M1 and M2 are La*" ions, while X at 6h is Si/B
atoms. Out of the four distinct O/N sites present in the
structure, three are part of the (Si/B)(O/N), Its crystal
structure consists of two independent La ions and one (Si/
B)(O/N), tetrahedron. All of the cations can form polyhedra
and are linked to each other by nodes or edges as shown in
Figure 3. The Lal polyhedron connected with four (Si/B)(O/
N), tetrahedra by nodes and with one tetrahedron by edge, but
the La2 polyhedra linked with three tetrahedra by nodes and
three tetrahedra by edges. The symmetries of sites of these two
La ions are different as the Lal ion is located on mirror plane
m, but La2 is on 3-fold axis 3. The Lal and La2 ions in the
compound with x = 0 are coordinated by seven and nine O*~
anions, respectively. The LalO7 has the form of a pentagonal
bipyramid (Figure 3b), while La209 forms a three-capped
trigonal prism (Figure 3c). The compounds with x = 0.7 and
1.0 have the same coordination number of La and Si/B ions:
CN(Lal) = 7; CN (La2) = 9; CN(Si/B) = 4 and the same
form of polyhedra, but different ligands, as one O>” anion in
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Figure 2. Observed (red crosses) and calculated (black lines) NPD
patterns as well as difference profiles (gray lines) and the
corresponding Bragg positions (green bars) for Rietveld structure
analysis of Las(Si,B)O;3 (a), Las(Si;Bo3)(0123No7) (b) and
LasSi3(01,N) (c).

these compounds are substituted by the N°~ anion. The
distribution of N on these sites would be such that the bond
valence sum (BVS) of the Lal and La2 at M1 and M2 sites,
respectively, matches the formal valence. Therefore, the
predicted and calculated bond valences of atoms at different
sites of LagSi, B, 30,,3Ny; are listed in Table 2. The primary
refinement of neutron diffraction data has shown the bond
valence sum (BVS) of 2.93 and 2.98 for Lal and La2,
respectively, in place of the formal value, 3. The BVS values of
the O/N sites have shown a bond valence of 2.29, 2.21, 2.17,
and 2.15, respectively, for O1, O2, O3, and O4 sites instead of
the formal value of 2 for the former three and 2.26 for the O4.
These indicate an imbalance in assignment of N at a particular
site, and instead, a joint O/N site seems to be preferred as these
two anions O>~ and N~ are not ordered and form one joint O/
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Table 1. Main Parameters of Processing and Refinement of
Lay(8i,B)0,3, La(Siy7Bo3)(0123No), and LagSiz(01,N)
from the Rietveld Structure Analysis of NPD Patterns

Las(Si,B)Oy3 Lag(Siy;By3) La;Siz(0,N)
compound x=0 (0123Ng7) x = 0.7 x=1
Sp. Gr. P63/m P6;/m P6;/m
a (A) 9.5530(2) 9.6658(3) 9.7121(2)
¢ (A) 7.2143(2) 7.1900(3) 7.1894(2)
vV (A% 570.17(4) 581.75(5) 587.29(3)
Z 2 2 2
20 range (deg) 10.5—160 10.5—160 10.5—160
no. of reflections 274 279 282
no. of refined 45 47 47
parameters
R,, (%) 4.30 598 6.15
R, (%) 3.36 4.62 4.71
Ry (%) 1.86 1.92 1.77
7 2.31 3.12 348
Ry (%) 1.98 3.10 3.45
La2(O/N),
(@ (Si/B)(OIN),
(b)
N

Figure 3. (a) Crystal structure of Las(Siy,,B;_,)(O13_,N,). The
coordination sphere of (b) Lal ion and (c) La2 ion.

Table 2. Predicted and Calculated Bond Valence of Atoms at
Different Sites of LasSi, ,B(301,3N

atomic sites predicted calculated
Lal 3 293
La2 3 2.98
Si/B 39 4.36
01 —-2.0 —-2.29
02 -2.0 —2.21
03 -2.0 -2.17
04/N4 —2.26 —-2.01

N site (Table S1 of the Supporting Information). The neutron
diffraction pattern proves this disordering because there are no
superstructure peaks and peak splitting on the pattern.''”
The compound with x = 0.7 differs from the compound with
x = 1.0 only by proportion of N>~ and O*” ions in this O/N
site. Therefore, in both compounds with x = 0.7 and 1.0 the
Lal is coordinated by three O*~ and four O/N ions, the La2 is
coordinated by six O*~ and three O/N ions and Si/B by two
0" and two O/N ions (Figure 3). Since the concentration of B
ions decreases with x value and the concentration of N ions
increases with x, the cell volume should increase with x because
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of ionic radii (IR), (B*, CN = 4) = 0.11 A, IR(Si*, CN = 4) =
026 Aand IR (O*,CN =4) = 1.38 A, IR (N*",CN = 4) =
1.46 A. As a further examination of the substitution of Si*"/N>~
and B*/0%7, the unit cell parameters (a, ¢, and V) of solid
solutions series obtained from XRD data are shown in Figure 4.

a(R)

R’ =0.9992

c®)

R =0.9989

VR

R’ =0.9999

0.0 0.2 0.4 0.6

x Value (mol)

0.8 1.0

Figure 4. Variation of unit cell parameters (a, ¢, and V) of
Lay(Siy,,B,_,)(03_.N,) solid-solution series dependent on x values.

It is obvious that the lattice parameter g, ¢ values and cell
volume V are proportional to the x value, indicating that the
solid solution are iso-structural and also suggest the correctness
of chemical formula of compounds, as similar results were
reported on the CaMgSi,O4—NaScSi,O4 solid solution
system.18

The fine local structures of Las(Si,,,B;_,)(013_.N,) (x = 0,
0.7, and 1.0) were also studied by HRTEM technique and fast
Fourier transform (FFT) images shown in Figure S. It is found
in Figure S (panels b and f) that the lattice fringes with a d
spacing of 0.238 and 0.365 nm could be assigned to the (220)
and (002) planes with conventional d spacing of 0.239 nm for
LagSi,BO,; and 0.363 nm for LagSi;O,,N, respectively. The
lattice fringes have changed slightly owing to the increase of the
cell volume with the substitution of Si**/N*~ for B**/O*" ions.
The results further confirm the highly crystalline nature of the
composition. To understand the structural evolution in solid
solution Lay(Si,,,B_,)(O5_,N,), d spacing of the principal
planes (210) and (002) were calculated and illustrated in
Figure S. The calculated values are 0.312 nm for (210) planes
and 0.362 nm corresponding to (002) for the compound with x
= 0.7. According to the report by Mazza, the d spacing of the
principal planes is 0.3607 nm, corresponding to the (002) plane
and was identified that the linear structural evolution of d-
spacing in the (002) planes could be built as a function of x
values in the Lay(Si,,,B,_.)(0,;_,N,) series."" Furthermore,
since the solid-state NMR is sensitive to the local order of
nuclei, ’Si NMR analysis was performed to gain insight into
the network ordering of Lag(Si,,B;_,)(Oy;_,N,) solid
solution. Figure 6 shows the **Si NMR spectra for as-prepared
La(Siy,,B;_) (05N, (x 0, 0.5, 0.7, and 1.0). The
isotropic chemical shift in the NMR spectrum is mainly affected
by the coordination number of the cation. As shown in Figure
6, a strong contribution at about —78.02 ppm for all of the
Las(Siy,B1_,)(013_,N,) solid solution suggests that the
structural environment of Si in this series of compounds is
nearly the same.'” As we know, the ’Si NMR spectroscopy
provides direct information through the number of peaks and
the chemical shifts to reveal the change in structure. A slight

DOI: 10.1021/acs.jpcc.5b01211
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Figure S. (a) TEM image, (b) HRTEM images of LaSi,BO,3; (c)
TEM image, (d) HRTEM images of Las(Si,;Bg3)(0123N7); (e)
TEM image, (f) HRTEM images of La;Si;O,,N; inset in (b, d, and f)
shows the fast Fourier transforms (FFTs) of the relevant HRTEM
images.
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Figure 6. *Si NMR spectra of as-prepared samples Lag(Si,,,B;_,)-
(04;N,) (x =0, 0.5, 0.7, and 1.0).

chemical shift showed in the inset of Figure 6, indicates that,
with increase in substitution of Si*'/N°~ to B*/0O% ions, the
surrounding *°Si nuclei chemical environment changes owing
to the Si*"/N*~ to B**/O*” ions replacement.

Though the designed solid solution compounds possess the
same apatite structure, various chemical compositions will
produce different crystal field environment for the doped
activators, which further affects the luminescence properties of
the as-prepared solid solution phosphors. In the present case,
by the progressive replacement of B** and O*>~ with Si** and
N*7, it was expected to introduce more covalency, affecting the
crystal field environment around the doped Ce®" ions, and thus
the color-tunable emission can be controlled through the
change in chemical compositions of the solid solution.”’”>*
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The photoluminescence excitation (PLE) spectra of
La;Si,BO,3:0.05Ce** and LasSi;0,N:0.05Ce* are demonstra-
ted in Figure 7a. The PLE spectrum monitored at 421 and 465
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Figure 7. Normalized (a) excitation and (b) emission spectra of
Lag(Si,,,B,_,) (05_,.N,):0.05Ce>* (x = 0—1) phosphors under 365
nm UV light excitation. Inset of (b) shows the variation of the fwhm,

depending on the x value.

nm exhibit two distinct excitation bands at 290, 347 nm and
312, 354 nm, respectively, which could be ascribed to the
electronic transitions from the ground state to the different
crystal field splitting bands of excited 5d states of Ce**. As we
know, the excited state 5d' of Ce' is sensitive to structure
changes, and it is essential to understand the preferred
crystallographic position for Ce* occupation. The present
apatite structure has two possible sites for Ce** substitution,
which are crystallographically distinct with seven and nine
coordination; however, the lack of distinct bands in the
emission spectra indicate that dopant ions are selectively
occupied at one of the possible sites. The emission peak
position of Ce®* has strong dependence on its local
environment and therefore an empirical relation proposed by
Van Uitert can be used to identify the exact Ce** substitutional
site, and the equation is given below,*

1/v
Q[l _ (%) x lO—(nEJ)/SO]

E (em™)

(1)

where E is the position for the Ce*" emission peak, Q is the
position in energy for the lower d-band edge for the free Ce®"
ion (Q = 50000 cm™"), Vis the valence of the Ce** ion (V = 3),
n is the number of anions in the immediate shell about the Ce**
ion, E, is the electron affinity of anion atom in electronvolts,
and r is the radius of the host cation replaced by the Ce** ion

DOI: 10.1021/acs.jpcc.5b01211
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(A). Here r, the radius of ions, were taken as 1.10 and 1.21 A
for seven- and nine-coordinated La* ions, respectively, while E,
the electron affinity of both the coordination environment were
taken as 1.89 eV. The calculated value of emission peak
position of Ce®" substituted at seven-coordinated Lal site with
C, symmetry and nine-coordinated La2 site with C; symmetry
are 20118 (497 nm) and 24878 cm™' (402 nm), respectively.
The calculated emission peak position at 402 nm is closer to
the measured emission peak at around 422 nm and is assigned
as emission form Ce®" substituted at La2 sites. On the other
hand, the measured emission spectra do not have emission
bands centered near 497 nm and can be concluded that the
Ce*" preferentially occupies the nine coordinated La2 sites in
the structure. In addition, it is clearly observed that the
excitation peak appears to be red-shifted with the replacement
of B¥ and O®" by Si*" and N® because of the stronger
covalency.

The normalized emission spectra of Lag(Si,,,Bi_,)-
(043_,N,):0.05Ce** (x = 0—1) phosphors under 365 nm UV
light excitation are shown in Figure 7b. The activator
concentration of Ce®" was fixed at 0.0S, and the composition
of x in the solid solution was varied from 0 to 1. The emission
spectra of the samples exhibit a broad nonsymmetrical band,
which corresponds to the transitions of the Sd—4f of Ce* ions.
When x value is 0, it forms LasSi,BO;;:0.05Ce** phosphor,
which was previously reported, with its emission spectra
showing a broad band with a peak cantered at about 421 nm.
With increasing x value, the emission peak shows an obvious
red shift, eventually to 463 nm when x increases to 1. The
corresponding variation of CIE chromaticity coordinates (x, y)
with different x value, and the digital photos of the samples
under a 365 nm UV lamp are demonstrated and summarized in
Figure 8. As shown in Figure 8, the color tone can be adjusted
from violet (0.159, 0.036) to blue (0.151, 0.173) in the
Las(Siy,,B,_,)(05_,N,):Ce*" phosphors by varying the
chemical composition of the solid solution phosphor. Addi-

0.3

0.4 05 06 0.7

Figure 8. CIE chromaticity coordinates for Las(Si,,,Bi_,)-
(043-,N,):0.05Ce* (x = 0, 0.3, 0.5, 0.6, 0.7, 0.8, and 1.0) phosphors
upon 365 nm excitation and the digital photos of the selected samples
under 365 nm UV lamp excitation.
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tionally, the variation of fwhm as a function of x value were
shown in the inset of Figure 7. It is clear that the fwhm
increases with the increase of x value, and reaches a maximum
for x = 0.7, and then the fwhm decreases slightly with the
increase of x content. The red shift of emission band along with
the increase in fwhm of the emission bands could be explained
as a combined effect of the lattice disordering and enhanced
crystal field strength at emission centers via introducing more
covalent N*~ ions in place of O*". The change in crystal field
strength is due to the difference in electric charge and the
covalence of N*~ ions, which are substituted in place of O*7,
therefore an increase in the crystal-field strength will split more
ground state, such as ’Fs/, and °F,/, energy levels. As also
discussed previously, the broadening of fwhm for the diffraction
peaks along with the shift of diffraction peaks with increasing
content of Si/N in place of B/O can be clearly found. This, in
effect, would also have substantial contribution in broadening
of the Ce** emission band.**

The thermal stability of phosphor is one of the important
undesirable issues to be addressed before recommending for
potential applications.”® Therefore, the temperature-dependent
PL properties of the as-prepared Lag(Si,,,B,_,)-
(015_,N,):0.05Ce* (x = 0, 0.1, 0.3, 0.5, and 0.7) phosphors
were investigated in the temperature range from 30 to 300 °C
(Figure 9a). It can be seen that the luminescence intensity of

100 La (Si )O

2+xB 1-x

N ):0.05Ce™

13-x

[~
(=]

60

Relative Intensity (a.u.)

40
r —e—x=0.1
20 —t—x =(.3
—v—x=05
[ ——x=0.7
0 I I ) 1 1 1
50 100 150 200 o 250 300
Temperature ('C)
Figure 9. Temperature dependence of the peak emission intensity,
normalized to T = 30 °C values, for thermal quenching of
Lay(Si,,,B,_,)(05_.N,):0.05Ce** (x = 0, 0.1, 0.3, 0.5, and 0.7)

phosphors.

the samples have an obvious decreasing trend with increasing
temperature and dropped to 50% of the initial intensity when
the temperature was raised up to 120, 141, 157, 188, and 202
°C. It is found that LaSi,BO,;:0.05Ce" has a relatively poor
thermal stability, however, the thermal stability of this series of
Lag(Siy,,B1_,) (013-,N,):0.05Ce>" gets better with increasing x
values. It could be assigned to the exaltation of lattice rigidity
and the quenching barrier height caused by progressive
replacement of B* and O* by Si** and N*~. On account of
above experimental results, it further confirmed that the
thermal stability can be successfully improved by the
replacement of B** and O*” by Si*" and N°". Furthermore,
the luminescence internal quantum efficiency of the two end
members of LagSi,BO;:0.05Ce*" and LasSi;0;,N:0.05Ce**

DOI: 10.1021/acs.jpcc.5b01211
J. Phys. Chem. C 2015, 119, 9488—9495


http://dx.doi.org/10.1021/acs.jpcc.5b01211

The Journal of Physical Chemistry C

were measured and determined to be 29.4% and 22.5%,
respectively.'* However, we can further improve them via the
optimization of the experimental procedure and the chemical
compositions.

4. CONCLUSIONS

In conclusion, Lag(Siy,B;_,)(0;;_.N,):Ce*" solid solution
phosphors have been synthesized via the high-temperature
solid-state method. The phase structures determined by the X-
ray diffraction and the neutron diffraction Rietveld refinement
confirms that the solid solution compounds possess an apatite-
type structure via replacement of B** and O*~ by Si** and N*".
The local structure evolution was also confirmed by the
HRTEM examination from the linear variation of d-spacings in
the (002) planes with x. The new solid solution phosphors give
continuously controlled violet-blue emission and enhanced
thermal stability. The red-shift behavior from 421 to 463 nm
can be realized with increasing x value in La(Si,,.B;_,)-
(013-.N,):Ce®". The above results indicate that it is interesting
to design color-tunable phosphors on the basis of the control of
the chemical compositions of the iso-structural solid solutions
phosphors via the crystal chemistry strategy.
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