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Description
CROSS-REFERENCE TO RELATED PAYENT APPLICATION
[0001] This application claims priority to Japanese Patent Application No. 2017-100133, filed on May 19, 2017.
BACKGROUND
Technical Field

[0002] The presentdisclosure relates to a fluorescent material having a composition of a rare earth aluminum-gallate,
and a light emitting device using the same. In this specification, the "fluorescent material” is used in the same meaning
as a "fluorescent phosphor". Fluorescence refers to the emission of light by a substance that has absorbed light or other
electromagnetic radiation. The light can e.g. be UV-radiation or visible light. Typically, the emitted electromagnetic
radiation has a longer wavelength than the absorbed electromagnetic radiation.

Description of Related Art

[0003] A variety of lightemitting devices including a light source, such as a light emitting diode (LED) chip, in combination
with a fluorescent material have been developed. For example, a light emitting device emitting a white color through a
combination of an LED chip emitting blue light with a fluorescent material emitting yellow light has been developed. As
a fluorescent material that emits yellow light when excited by receiving blue light from an LED chip, a rare earth aluminate
fluorescent material activated by cerium having a garnet structure, for example, Y3Als04,:Ce (YAG: yttrium aluminium
garnet) is known.

[0004] White emission from a combination of an LED chip to emit blue light and a YAG fluorescent material represented
by Y3Al;0,:Ce that emits yellow light by receiving blue light is weak in red color emission. For compensating red color
emission, a light emitting device combined with a red color-emitting fluorescent material represented by CaAISiN5:Eu,
K,SiFg:Mn, or 3.5Mg0O-0.5MgF,-GeO,:Mn is also known.

[0005] For compensating a red component which a YAG fluorescent material represented by Y3AlI;04,:Ce is poor in,
for example, in Japanese Unexamined Patent Publication No0.2002-363555, Japanese Unexamined Patent Publication
N0.2006-233158, and Japanese Unexamined Patent Publication No.2007-126670 respectively propose a fluorescent
materials having a composition of a rare earth aluminum-gallate in which the kind of the element to be an activator or
the molar ratio of the element to be an activator is changed.

SUMMARY

[0006] However, as the case may be, some fluorescent materials having a composition of a rare earth aluminum-
gallate disclosed in Japanese Unexamined Patent Publication N0.2002-363555, Japanese Unexamined Patent Publi-
cation N0.2006-233158, and Japanese Unexamined Patent Publication No.2007-126670 could not provide emission
capable of compensating the desired reddish emission.

[0007] An object of the present disclosure is to provide a fluorescent material having a composition of a rare earth
aluminum-gallate in which a red component has been reinforced and which has a high emission intensity, and to provide
a light emitting device using the fluorescent material. The term "rare earth aluminum-gallate" is used to denote fluorescent
materials containing one or more rare earth metals and aluminum which may, or may not contain gallium.

[0008] For solving the above-mentioned problems, the present disclosure includes the following embodiments.
[0009] A first embodiment of the present disclosure relate to a fluorescent material having a composition of a rare
earth aluminum-gallate, which contains at least one rare earth element Ln selected from the group consisting of Y, Gd,
La, Lu, Sc and Sm; at least one Group 13 element including Al and optionally Ga; Tb; Ce; and Eu, and wherein when
a total molar ratio 5 of A1 and Ga is used as a basis, the total molar ratio of Ln, and Tb, Ce and Eu is 3, the molar ratio
of Tb is a product of 3 and a value of a parameter a, the molar ratio of Ce is a product of 3 and a value of a parameter
b, the molar ratio of Eu is a product of 3 and a value of a parameter c, the molar ratio of Ga is a product of 5 and a value
of a parameter d, the parameter a is 0.25 or more and less than 1, the parameter b is 0.008 X 10-2 or more and 1.5 X
10-2 or less, the parameter cis 0.012 X 10-2 or more and 2 X 10-2 or less, and the parameter d is 0 or more and 0.85
or less. More specifically, the fluorescent material has a composition represented by the following formula (1):

(LN y_g-p-c ThaCepEug)3(Al1_3Gag)s0q2 (0,

wherein Ln represents at least one rare earth element selected from the group consisting of Y, Gd, La, Lu, Sc and Sm,
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and the values of parameters a, b, ¢ and d are numbers satisfying 0.25 <a <1, 0.008 X 102<b<1.5 X 102, 0.012 X
102<c<2 X 102, and 0 < d < 0.85. The term 'molar ratio’ as used in the present invention refers to the molar amount
of an element in one mole of the chemical composition of the fluorescent material.

[0010] A second aspect of the present invention is a light emitting device containing the fluorescent material and an
excitation light source.

[0011] According to the embodiments of the present disclosure, there can be provided a fluorescent material having
a composition of a rare earth aluminum-gallate in which a red component has been reinforced and which has a high
light emission intensity, and a light emitting device using the fluorescent material.

BRIEF DESCRIPTION OF THE DRAWINGS
[0012]

Fig. 1 is a diagram showing a light emission spectrum of the fluorescent material of Example 1 and a light emission
spectrum of the fluorescent material of Comparative Example 1.

Fig. 2 is a diagram showing an excitation spectrum of the fluorescent material of Example 1 and an excitation
spectrum of the fluorescent material of Comparative Example 1.

Fig. 3 is a graph showing a relative light emission intensity (%) at a wavelength of 591 nm of each fluorescent
material relative to the amount of Tb (a value of a parameter a) contained in each of the fluorescent materials of
Example 2, Examples 6 to 10 and the fluorescent material of Comparative Example 5.

Fig. 4 is a graph showing a relative light emission intensity (%) at a wavelength of 591 nm of each fluorescent
material relative to the amount of Ce (a value of a parameter b) contained in each of the fluorescent materials of
Example 2, Examples 11 to 18 and the fluorescent materials of Comparative Examples 6 to 8.

Fig. 5 is a graph showing a relative light emission intensity (%) at a wavelength of 591 nm of each fluorescent
material relative to the amount of Eu (a value of a parameter c) contained in each of the fluorescent materials of
Example 2, Examples 19 to 25 and the fluorescent materials of Comparative Examples 9 to 10.

Fig. 6 is a graph showing a relative light emission intensity (%) at a wavelength of 591 nm of each fluorescent
material relative to the amount of Ga (a value of a parameter d) contained in each of the fluorescent materials of
Example 5, Examples 26 to 32 and the fluorescent material of Comparative Example 11.

Fig. 7 is a diagram showing light emission spectra of the fluorescent materials of Comparative Examples 1 to 4.
Fig. 8 is a diagram showing excitation spectra of the fluorescent materials of Comparative Examples 1 to 4.

DETAILED DESCRIPTION

[0013] Thefluorescent material and the light emitting device according to the presentinvention are described hereunder
on the basis of embodiments. The embodiments as shown below are exemplifications for exemplifying the technical
concept of the present invention, and the present invention is not limited to the fluorescent materials and the light emitting
devices shown below. The relationship between the color name and the chromaticity coordinate, the relationship between
the wavelength range of light and the color name of monochromic light are in accordance with JIS Z8110 and can be
determined as set out in the experimental examples.

[0014] The first embodiment of the present disclosure is a fluorescent material having a composition of a rare earth
aluminum-gallate according to claim 1 It thus contains at least one rare earth element Ln selected from the group
consisting of Y, Gd, La, Lu, Sc and Sm; at least one Group 13 element selected from Al and Ga, provided that Al is
contained in the amount specified in claim 1; Tb; Ce; and Eu. When a total molar ratio 5 of Al and Ga is used as a basis,
a total molar ratio of Ln, and Tb, Ce and Eu is 3, a molar ratio of Tb is a product of 3 and a value of a parameter a, a
molar ratio of Ce is a product of 3 and a value of a parameter b, a molar ratio of Eu is a product of 3 and a value of a
parameter c, a molar ratio of Ga is a product of 5 and a value of a parameter d. The parameter a is 0.25 or more and
less than 1. The parameter b is 0.008 X 10-2 or more and 1.5 X 10-2 or less. The parameter c is 0.012 X 10-2 or more
and 2 X 102 or less. The parameter d is 0 or more and 0.85 or less.

[0015] The fluorescent material of the firstembodiment contains, as essential elements, atleast one rare earth element
Ln selected from the group consisting of Y, Gd, La, Lu, Scand Sm; at least one Group 13 element selected from aluminum
(Al) and gallium (Ga), provided that Al is contained in the amount specified in claim 1; and in addition to oxygen (O),
three kinds of elements of terbium (Tb), cerium (Ce) and europium (Eu), which form part of a crystal structure of a rare
earth aluminum-gallate. The total molar ratio of oxygen (O) is preferably 12. The fluorescent material having the com-
position of a rare earth aluminum-gallate contains three kinds of lanthanoid elements Tb, Ce and Eu each in a prede-
termined amount, in which, therefore, a part of the rare earth elements constituting a garnet-type crystal structure are
substituted with three elements of Tb, Ce and Eu to reinforce a red color component, and accordingly, the material
provides light emission when excited with light from an excitation light source. In the light emission spectrum of the
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material, a sharp and strong light emission peak appears at around a wavelength of 591 nm, and thus the material has
a high light emission intensity. The rare earth element Ln to be comprised in the composition of the rare earth aluminum-
gallate of the fluorescent material is preferably at least one selected from the group consisting of Y, Gd, La, Lu and Sc.
[0016] More specifically, the fluorescent material having a composition of a rare earth aluminum-gallate has a com-
position represented by the following formula (1):

(Lnq_apc TPaCeLEUL)3 (Al _4Gag)s01, (1

wherein Ln represents at least one rare earth element selected from the group consisting of Y, Gd, La, Lu, Sc and Sm,
and the values of parameters a, b, ¢ and d are numbers satisfying 0.25 <a <1, 0.008 X 102<b<1.5 X 102, 0.012 X
102 <¢c<2 X 102, and 0 < d < 0.85, respectively.

[0017] In the composition of a rare earth aluminum-gallate for the fluorescent material, when the total molar ratio 5 of
Al and Ga is used as a basis, the total molar ratio of the rare earth element Ln, and Tb, Ce and Eu is 3, and the molar
ratio of Tb is a product of 3 and a value of a parameter a, the parameter a indicating the amount of Tb is 0.25 or more
and less than 1, preferably 0.3 or more and less than 1, more preferably 0.35 or more and less than 1, even more
preferably 0.35 or more and 0.9998 or less. In the composition of a rare earth aluminium gallate, when the parameter
a is less than 0.25, the light emission intensity at around a wavelength of 591 nm is low.

[0018] Inthefluorescentmaterial, Tb functions as one light emission center. In the composition of arare earth aluminum-
gallate, the parameter a indicating the amount of Tb is 0.25 or more and less than 1, and therefore owing to energy
transfer from Ce to Tb, a sharp and strong light emission peak appears at around a wavelength of 591 nm in the light
emission spectrum. On the other hand, in the light emission spectrum of a YAG fluorescent material having Ce as a
single activator or a YAG fluorescent material having two activators of Ce and Eu, a broad peak appears, having a light
emission peak in a wavelength region for light emission in yellowish green to yellow.

[0019] In the composition of a rare earth aluminum-gallate for the fluorescent material, when the total molar ratio 5 of
Al and Ga is used as a basis, the total molar ratio of the rare earth element Ln, and Tb, Ce and Eu is 3, and the molar
ratio of Ce is a product of 3 and a value of a parameter b, the parameter b indicating the amount of Ce is 0.008 x 10-2
or more and 1.5 X 102 or less, preferably 0.01 X 102 or more and 0.95 X 1072 or less, more preferably 0.015 X 10-2
or more and 0.7 X 10-2 or less. In the composition of a rare earth aluminium gallate, when the parameter b is less than
0.008 X 102 or more than 1.5 X 10-2, the light emission intensity at around a wavelength of 591 nm is low.

[0020] Inthefluorescentmaterial, Ce functions as one lightemission center. In the composition of a rare earth aluminum-
gallate for the fluorescent material, when the parameter b indicating the amount of Ce is 0.008 X 102 or more and 1.5
X 1072 or less and when the composition contains two elements Tb and Eu in addition to Ce, a sharp and strong light
emission peak can appear at around a wavelength of 591 nm from a broad peak having a peak top at around a wavelength
of 550 nm of a fluorescent material having Ce as a single activator, in the light emission spectrum.

[0021] In the composition of a rare earth aluminum-gallate for the fluorescent material, when the total molar ratio 5 of
Al and Ga is used as a basis, the total molar ratio of the rare earth element Ln, and Tb, Ce and Eu is 3, and the molar
ratio of Eu is a product of 3 and a value of a parameter c, the parameter ¢ indicating the amount of Eu is 0.012 X 10-2
or more and 2 X 102 or less, preferably 0.014 X 10-2 or more and 1.6 X 102 or less, more preferably 0.02 X 102 or
more and 1.2 X 1072 or less. In the composition of a rare earth aluminum-gallate, when the parameter ¢ is less than
0.012 X 102 or more than 2 X 10-2, the light emission intensity at around a wavelength of 591 nm is low.

[0022] Inthe composition of a rare earth aluminum-gallate, Eu functions as one light emission center. In the composition
of a rare earth aluminum-gallate for the fluorescent material, when the parameter ¢ indicating the amount of Eu is 0.012
X 102 or more and 2 X 1072 or less and when the composition contains Tb and Eu in addition to Ce, a sharp and strong
light emission peak can appear in the light emission spectrum at around a wavelength of 591 nm as opposed to a broad
peak having a peak top at around a wavelength of 550 nm of a fluorescent material having Ce as a single activator,
owing to energy transfer from Ce to Eu and Tb.

[0023] For the fluorescent material of the first embodiment of the present disclosure, preferably, the composition of a
rare earth aluminum-gallate contains Ga. In general, it is known that, in a YAG fluorescent material having a garnet
structure, Ga is substituted with a site of Al in the crystal structure, and therefore the crystal structure becomes unstable
and the light emission intensity lowers. Contrary to this general knowledge, the present inventors have found that when
the composition of a rare earth aluminum-gallate for a fluorescent material contains Ga, the light emission intensity at
around a wavelength of 591 nm becomes higher in the light emission spectrum. In the composition of a rare earth
aluminum-gallate for the fluorescent material, the parameter d indicating the amount of Ga is 0 or more and 0.85 or less,
preferably 0.1 or more and 0.8 or less, more preferably 0.15 or more and 0.75 or less. In the composition of a rare earth
aluminum-gallate for the fluorescent material, when the parameter d indicating the amount of Ga is 0.85 or less, the light
emission intensity at around 591 nm can be higher in the light emission spectrum.

[0024] Ina CIE1931 chromaticity coordinate system, the chromaticity of the emission color from the fluorescent material
of the first embodiment of the present disclosure preferably falls within a range of 0.420 < x < 0.600, and 0.300 <y <
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0.530, more preferably within a range of 0.450 < x < 0.590, and 0.350 <y < 0.525, even more preferably within a range
of 0.480 < x <0.580, and 0.400 <y < 0.520. In a CIE1931 chromaticity coordinate system, when the chromaticity x, y
of the emission color from the fluorescent material falls within the above-mentioned range, the red component in the
fluorescent material is reinforced and therefore the material provides light emission from a reddish orange color to a
yellowing orange color. The emission color that the fluorescent material of an embodiment of the present disclosure
gives as a result of photoexcitation in a region of near-ultraviolet to blue color, specifically as a result of absorption of
light falling within a wavelength range of 380 nm or more and 485 nm or less, preferably falls within the above-mentioned
range of x, y in a CIE1931 chromaticity coordinate system.

Method for producing the fluorescent material having a composition of a rare earth aluminum-gallate

[0025] As a method for producing the fluorescent material having a composition of a rare earth aluminum-gallate, the
following method is exemplified.

[0026] In the method, respective raw materials including one or more compound containing at least one rare earth
element Ln selected from the group consisting of Y, Gd, La, Lu, Sc and Sm, one or more compound containing at least
one Group 13 element selected from Al and Ga, provided that at least Al is contained, one or more compound containing
Tb, one or more compound containing Ce and one or more compound containing Eu are mixed such that, when the
total molar ratio 5 of Al and Ga is used as a basis, the total molar ratio of Ln, and Tb, Ce and Eu is 3, the molar ratio of
Tbis a product of 3 and the value of the parameter a, the molar ratio of Ce is a product of 3 and the value of the parameter
b, the molar ratio of Eu is the product of 3 and the value of the parameter ¢, the molar ratio of Ga is the product of 5 and
the value of a parameter d, the parameter a is 0.25 or more and less than 1, preferably the parameter a is 0.25 or more
and 0.9998 or less, the parameter b is 0.008 X 10-2 or more and 1.5 X 10-2 or less, the parameter ¢ is 0.012 X 10-2 or
more and 2 X 102 or less, and the parameter d is 0 or more and 0.85 or less, to give a raw material mixture, and this
raw material mixture is heat-treated to give a fluorescent material having a composition of a rare earth aluminum gallate.

Compound containing a rare earth element

[0027] Examplesofthe compound containing arare earth elementinclude an oxide, a hydroxide, a nitride, an oxynitride,
a fluoride, and a chloride, each containing at least one rare earth element Ln selected from the group consisting of Y,
Gd, La, Lu, Sc and Sm. Such a compound may be a hydrate. Among the compounds containing a rare earth element
Ln, an unalloyed metal or an alloy containing a rare earth element may also be used as at least a part thereof.

[0028] Specifically, examples of the compound containing a rare earth element include Y,03, Y(OH)3, YN, YF3, YCl5,
Gd,03, Gd(OH)3, GdN, GdF3, GdCl3, Luy,O5 LuFj, LuCls, La,0Og, La(OH)3, LaF;, LaCls, Scy03, ScN, ScFj, ScClg,
Sm,05, SmN, SmF3, SmCl,, etc. The compound containing a rare earth element may be used alone, or may be used
in combination of two or more thereof. The compound containing a rare earth element is preferably an oxide. This is
because, when compared to other materials, the oxide does not contain any other element than the desired composition
of a rare earth aluminum-gallate.

Compound containing at least one Group 13 element selected from Al and Ga

[0029] Examples of the compound containing at least one Group 13 element selected from Al and Ga include an oxide,
a hydroxide, a nitride, an oxynitride, a fluoride and a chloride each containing aluminum or gallium. Such a compound
may be a hydrate. As the compound containing aluminum or gallium, an aluminum metal simple substance, a gallium
metal simple substance, an aluminum alloy, or a gallium alloy may be used, and the metal simple substance or alloy
may also be used in place of at least a part of the compound. As indicated in formula (1), the fluorescent material contains
at least Al, while Ga is optionally contained.

[0030] Specifically, example of the compound containing at least one Group 13 element selected from Al and Ga
include aluminum oxynitride, Al,O3, AI(OH)3, AN, AlF5, AICl;, Ga,05, Ga(OH),, GaN, GaF,, and GaCl;. The compound
containing at least one Group 13 element selected from Al or Ga may be used alone, or may be used in combination of
two or more thereof. The compound containing at least one Group 13 element selected from Al and Ga is preferably an
oxide. The reason for this resides in the matter that, when compared to other materials, the oxide does not contain any
other element than the desired composition of a rare earth aluminum-gallate, and the fluorescent material having a
desired composition is readily obtainable. In addition, in the case of using a compound containing any other element
than the desired composition, there is a case where a residual impurity element may be existentin the resulting fluorescent
material, and there is a concern that this residual impurity element becomes a killer element with respect to light emission,
resulting in a remarkable lowering of the light emission intensity.
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Compound Containing Tb

[0031] Examples of the compound containing Tb include an oxide, a fluoride and a chloride containing terbium. Such
a compound may be a hydrate. As the compound containing terbium, a terbium metal simple substance or a terbium
alloy may be used, and the metal simple substance or alloy may also be used in place of at least a part of the compound.
[0032] Specifically, examples of the compound containing Tb include Tb,O5, TbF5, and TbCl;. The compound con-
taining Tb may be used alone, or may be used in combination of two or more thereof. The compound containing Tb is
preferably an oxide. The reason for this resides in the matter that, when compared to other materials, the oxide does
not contain any other element than the desired composition of a rare earth aluminum-gallate, and the fluorescent material
having a desired composition is readily obtainable. In addition, in the case of using a compound containing any other
element than the desired composition, there is a case where a residual impurity element may be existent in the resulting
fluorescent material, and there is a concern that this residual impurity element becomes a killer with respect to light
emission, resulting in a remarkable lowering of the light emission intensity.

Compound containing Ce

[0033] Examples of the compound containing Ce include an oxide, a hydroxide, a nitride, a fluoride, and a chloride,
each containing cerium. Such a compound may be a hydrate. As the compound containing cerium, a cerium metal
simple substance or a cerium alloy may be used, and the metal simple substance or alloy may also be used in place of
at least a part of the compound.

[0034] Specifically, examples of the compound containing Ce include CeO,, Ce(OH),, Ce(OH),, CeN, CeF5, and
CeCl;. The compound containing Ce may be used alone, or may be used in combination of two or more thereof. The
compound containing Ce is preferably an oxide. The reason for this resides in the matter that, when compared to other
materials, the oxide does not contain any other element than the desired composition of a rare earth aluminum-gallate,
and the fluorescent material having a desired composition is readily obtainable. In addition, in the case of using a
compound containing any other element than the desired composition, there is a case where a residual impurity element
may be existent in the resulting fluorescent material, and there is a concern that this residual impurity element becomes
a killer with respect to light emission, resulting in a remarkable lowering of the light emission intensity.

Compound containing Eu

[0035] Examples ofthe compound containing Euinclude an oxide, a fluoride, and a chloride, each containing europium.
Such a compound may be a hydrate. As the compound containing europium, an europium metal simple substance or
an europium alloy may be used, and the metal simple substance or alloy may also be used in place of at least a part of
the compound.

[0036] Specifically, examples of the compound containing Eu include Eu,03, EuF;, and EuCl;. The compound con-
taining Eu may be used alone, or may be used in combination of two or more thereof. The compound containing Eu is
preferably an oxide. The reason for this resides in the matter that, when compared to other materials, the oxide does
not contain any other element than the desired composition of a rare earth aluminum-gallate, and the fluorescent material
having a desired composition is readily obtainable. In addition, in the case of using a compound containing any other
element than the desired composition, there is a case where a residual impurity element may be existent in the resulting
fluorescent material, and there is a concern that this residual impurity element becomes a killer with respect to light
emission, resulting in a remarkable lowering of the light emission intensity.

Flux

[0037] The raw material mixture may contain a flux, such as a halide or the like, as the need arises. When a flux is
contained in the raw material mixture, the reaction between the raw materials is promoted, and a solid phase reaction
is easy to advance more uniformly. As for this matter, it may be considered that the temperature at which the raw material
mixture is heat-treated is substantially the same as or higher than the formation temperature of a liquid phase of a halide
or the like to be used as the flux, so that the reaction could be promoted.

[0038] Examples of the halide include fluorides, chlorides of a rare earth metal, an alkaline earth metal, or an alkali
metal. In the case where a halide of a rare earth metal is used as a flux, the flux can also be added as the compound
such that the product has a desired composition of a rare earth aluminum-gallate. In other words, if rare earth metal
containing flux components are used, their amount is taken into account in the calculation of the final composition of the
fluorescent material. Specifically, examples of the flux include barium fluoride (BaF5), calcium fluoride (CaF,), etc. The
flux is preferably barium fluoride (BaF5). This is because by using barium fluoride as the flux, the garnet crystal structure
becomes stable, and a composition of the garnet crystal structure is readily formed.
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[0039] In the case where the raw material mixture contains a flux, the content of the flux is preferably 20% by mass
or less, more preferably 10% by mass or less, and preferably 0.1% by mass or more, on the basis of the raw material
mixture (100% by mass). This is because when the content of the flux falls within the aforementioned range, the matter
that the garnet crystal structure is hardly formed due to insufficient particle growth because of a small amount of the flux
does not occur, and the matter that the garnet crystal structure is hardly formed because of an excessive amount of the
flux does not also occur.

[0040] As for the raw material mixture, after weighing the respective raw materials in a desired blending ratio, for
example, the raw materials may be ground and mixed using a dry grinder, such as a ball mill, a vibration mill, a hammer
mill, a roll mill, a jet mill, etc.; may be ground and mixed using a mortar and a pestle, etc.; may be mixed using a mixing
machine, for example, a ribbon blender, a Henschel mixer, a V type blender, etc.; or may be ground and mixed using
both a dry grinder and a mixing machine. In addition, the mixing may be achieved by means of either dry mixing or wet
mixing with addition of a solvent, etc. The mixing is preferably dry mixing. This is because, when compared to the wet
mode, the dry mode enables the process time to be shortened, leading to an improvement in productivity.

[0041] The raw material mixture can be heat-treated by charging in a crucible, a boat made of, as a material, a carbon
material, such as graphite etc., or boron nitride (BN), aluminum oxide (alumina), tungsten (W), or molybdenum (Mo).
[0042] From the viewpoint of stability of the crystal structure, the temperature at which the raw material mixture is
heat-treated is preferably in a range of 800°C or higher and 1800°C or lower, more preferably 900°C or higher and
1750°C or lower, even more preferably 1000°C or higher and 1700°C or lower, and especially preferably 1100°C or
higher and 1650°C or lower.

[0043] The heat treatment time varies depending upon a temperature elevation rate, a heat treatment atmosphere,
and so on, and after reaching the heat treatment temperature, the heat treatment time is preferably 1 hour or more, more
preferably 2 hours or more, and even more preferably 3 hours or more, and preferably 20 hours or less, more preferably
18 hours or less, and even more preferably 15 hours or less.

[0044] As for the atmosphere where the raw material mixture is heat-treated, the heat treatment can be performed in
an inert atmosphere of argon, nitrogen, or a reducing atmosphere containing hydrogen, etc., or an oxidizing atmosphere
in the air, etc. It is preferred that the raw material mixture is heat-treated in a nitrogen atmosphere having reducing
properties to give the fluorescent material. The atmosphere where the raw material mixture is heat-treated is more
preferably a hydrogen gas-containing nitrogen atmosphere.

[0045] For the fluorescent material having a composition of a rare earth aluminum-gallate, the reactivity of the raw
material mixture becomes good in an atmosphere having a high reducing power, such as a reducing atmosphere con-
taining hydrogen and nitrogen, and can be heat-treated at atmospheric pressure without being pressurized. For the heat
treatment, for example, an electric furnace, a gas furnace, and so on can be used.

[0046] The resulting fluorescent material may be wet dispersed and subjected to a post-treatment step, such as wet
sieving, dehydration, drying, dry sieving, etc. According to such a post-treatment step, the fluorescent material having
adesired average particle diameteris obtained. For example, the fluorescent material after the heat treatmentis dispersed
in a non-aqueous organic solvent or an aqueous solvent; a solvent flow is allowed to flow onto the dispersed fluorescent
material on a sieve while applying a variety of vibrations via the sieve, thereby subjecting the calcined product to mesh
passing to achieve wet sieving; and subsequently, dehydration, drying, and dry sieving are performed. There can be
thus obtained the fluorescent material having a desired average particle diameter.

[0047] By dispersing the fluorescent material after the heat treatment in an aqueous medium, impurities, such as a
calcination residue of the flux and unreacted components of the raw materials can be removed. For the wet dispersion,
a dispersion medium, such as alumina balls, zirconia balls, etc. may be used.

Light Emitting Device

[0048] Next, alight emitting device utilizing the resulting fluorescent material as a constituent element of a wavelength
conversion member is explained. The light emitting device of the second embodiment of the present disclosure includes
at least fluorescent material of the first embodiment of the disclosure and an excitation light source.

[0049] For the excitation light source, a light emitting element can be used. The light emitting element is preferably
one having a light emission peak wavelength in a wavelength range of 250 nm or more and 500 nm or less. The range
of the light emission peak wavelength of the light emitting element is more preferably in a wavelength range of 350 nm
or more and 490 nm or less, and even more preferably 380 nm or more and 485 nm or less, still more preferably 400
nm or more and 480 nm or less. By using such a light emitting element as the excitation light source, there can be
provided a light emitting device having a combination of the fluorescent material of the first aspect of the invention that
has a sharp and strong emission peak at around a wavelength of 591 nm in the light emission spectrum, and the excitation
light source.

[0050] The full width at half maximum of the light emission spectrum of the light emitting element can be, for example,
controlled to 30 nm or less. The full width at half maximum means the wavelength width of the emission peak showing
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the emission intensity of 50% of the maximum emission intensity in the light emission spectrum of the light emitting
element.

[0051] For the light emitting element, a semiconductor light emitting element using a nitride-based semiconductor
(InyAlyGaqxyN, 0 <X, 0 <Y, X+Y <1) is preferably used. By using a semiconductor light emitting element as the light
source, a stable light emitting device which is high in efficiency, high in linearity of an output to an input, and strong
against mechanical impact can be provided.

[0052] The fluorescent material which is included in the light emitting device is a fluorescent material having the
composition represented by the aforementioned formula (1). The fluorescent material which is included in the light emitting
device is excited with light in a wavelength range of 250 nm or more and 500 nm or less. The light emitting device may
be comprised of, as a first fluorescent material, the aforementioned fluorescent material of the first embodiment of the
disclosure, and may include, in addition to this first fluorescent material, a second fluorescent material, and a combination
of plurality of fluorescent materials may be used as the second fluorescent material.

[0053] Thefluorescent material of the first embodiment of the disclosure may be contained, for example, in a fluorescent
member that covers an excitation light source, and may form part of the light emitting device. In the light emitting device,
the excitation light source is covered with the fluorescent member containing the fluorescent material of the first embod-
iment of the disclosure, and a part of light emitted by the excitation light source is absorbed by the fluorescent material
of the first embodiment of the disclosure, and consequently, light having a sharp and strong emission peak at around a
wavelength of 591 nm is thereby emitted.

[0054] It is preferred that the light emitting device contains the second fluorescent material which is different in the
light emission peak wavelength from the first fluorescent material. For example, when the light emitting device suitably
includes the light emitting element, the first fluorescent material which is excited with this and has a sharp light emission
peak having a high light emission intensity at around a wavelength of 591 nm, and the second fluorescent material which
is different in the wavelength region to be emitted, light in a broad wavelength region can be emitted.

[0055] The second fluorescent material may be a fluorescent material capable of absorbing the light from the light
emitting element and wavelength-converting it into light having a different wavelength. For example, the second fluo-
rescent material is preferably at least any one or more selected from a nitride-based fluorescent material mainly activated
with a lanthanide series element, such as Eu, Ce, etc.; an oxynitride-based fluorescent material; a sialon-based fluo-
rescent material; an alkaline earth halogen apatite fluorescent material mainly activated with a lanthanide series element,
such as Eu, etc., or a transition metal series element, such as Mn, etc.; an alkaline earth metal halogen borate fluorescent
material; an alkaline earth metal aluminate fluorescent material; an alkaline earth silicate; an alkaline earth sulfide; an
alkaline earth thiogallate; an alkaline earth silicon nitride; a germanate; a rare earth aluminate mainly activated with a
lanthanide series element, such as Ce, etc.; a rare earth silicate; an organic material and an organic complex mainly
activated with a lanthanide series element, such as Eu, etc. By using such a fluorescent material alone or in combination
of two or more thereof together with the fluorescent material of the first aspect of the invention, blue, green, yellow, red,
and so on, as well as color tints that are neutral colors thereof, such as blue-green, yellow-green, orange and others,
can be realized in addition to white color.

[0056] Thefluorescent material of the first embodiment of the disclosure can form part of a fluorescent member covering
the light emitting element together with the second fluorescent material and a sealing resin, as the need arises. Examples
of the resin which forms part of the fluorescent member may include thermosetting resins, such as a silicone resin
inclusive of a modified silicone resin, an epoxy resin, etc.

[0057] The fluorescent member may further contain, in addition to the resin and the fluorescent material, a filler, a light
diffusing material, and so on. For example, when containing a light diffusing material, the directivity from the light emitting
element is mitigated, thereby enabling a viewing angle to be increased. Examples of the filler may include silica, titanium
oxide, zinc oxide, zirconium oxide, alumina, etc.

[0058] The light emitting device of the second aspect of the present invention can be used in lighting systems and
security systems.

[0059] The fluorescent material of the first embodiment of the disclosure can be used in a light emitting device that
emits a red color by laser excitation, in addition to the light emitting device of the second embodiment of the disclosure.

EXAMPLES

[0060] The presentinvention is hereunder specifically described by reference to the following Examples and Compar-
ative Examples. The present invention is not limited to these Examples.

Example 1

[0061] 49.60 g of Y,05, 274.95 g of Tb,O5, 0.66 g of CeO,, 0.67 g of Eu,03, 89.66 g of Al,05, and 134.78 g of Ga,04
were weighed as raw materials. To the raw materials, 22.00 g of BaF, was added as a flux. These raw materials were
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dry mixed for 1 hour with a ball mill to give a raw material mixture. The resulting raw material mixture was filled in an
alumina crucible and heat-treated at 1500°C for 10 hours. The heat treatment was performed in a nitrogen atmosphere
containing a hydrogen gas having reducing properties. The resulting heat-treated product was passed through a sieve
to give a fluorescent material having a composition of (Y 209Tbq 768C€0 001EUg.002)3(Alg 55Gag 45)5012-

Example 2

[0062] A fluorescent material having a composition of (Y 209 Tbg 767C€0 002EUg.002)3(Alg 55Ga0 45)5042 Was obtained
in the same manner as in Example 1, except for weighing and using 49.57 g of Y,03, 274.79 g of Tb,0, 0.66 g of CeO,,
0.67 g of Eu,03, 89.61 g of Al,O3, and 134.70 g of Ga,0O5 as the raw materials.

Example 3

[0063] A fluorescent material having a composition of (Lag 209Tbg 767C€0 002EUg 002)3(Alg 55Ga0 45)5042 Was obtained
in the same manner as in Example 1, except for weighing and using 68.78 g of La,05, 264.24 g of Tb,O, 0.63 g of
CeO,, 0.65 g of Eu,03, 86.17 g of Al,O3, and 129.53 g of Ga,03; as the raw materials.

Example 4

[0064] A fluorescent material having a composition of (Y 468 Tbg 508C€0.002EUg.002)3(Alg 55580 45)50412 Was obtained
in the same manner as in Example 1, except for weighing and using 105.21 g of Y,05, 196.45 g of Tb,O, 0.69 g of
CeO,, 0.70 g of Eu,03, 98.65 g of Al,O3, and 148.30 g of Ga,03; as the raw materials.

Example 5

[0065] A fluorescent material having a composition of Y 508Tbg 764C€0 006EU0 002)3(Alg §Gag.2)5042 Was obtained in
the same manner as in Example 1, except for weighing and using 52.64 g of Y503, 291.76 g of Tb,O,, 2.11 g of CeO,,
0.72 g of Eu,03, 138.95 g of Al,O3, and 63.82 g of Ga,0O5 as the raw materials.

Comparative Example 1

[0066] 230.50 g of Y,03, 93.92 g of Gd,03, 5.35 g of CeO,, and 220.23 g of Al,O3 were weighed as raw materials.
As a flux, 22.00 g of BaF, was added to the raw materials. These raw materials were dry mixed for 1 hour with a ball
mill to give a raw material mixture. The resulting raw material mixture was filled in an alumina crucible and heat-treated
at 1450°C for 10 hours. The heat treatment was performed in a nitrogen atmosphere containing a hydrogen gas having
reducing properties. The resulting heat-treated product was made to pass through a sieve to give a fluorescent material
having a composition of (Y 786Gdg 2Ceq g12)3Al50 15.

Comparative Example 2

[0067] A fluorescent material having a composition of (Y g5Ce( 17EUq 033)3Al501, was obtained in the same manner
as in Example 1, except for weighing and using 293.48 g of Y,05, 8.01 g of CeO,, 15.89 g of Eu,04, and 232.60 g of
Al,O3 as the raw materials.

Comparative Example 3

[0068] A fluorescent material having a composition of (Tbg g,Ceq ooEUg 97)3Al504, Was obtained in the same manner
as in Example 1, except for weighing and using 349.01 g of Tb,O-, 3.49 g of CeO,, 25.00 g of Eu,04, and 172.50 g of
Al,O3 as the raw materials.

Comparative Example 4

[0069] A fluorescent material having a composition of (Y g75Tbg 119C€0 003EU0 003)3(Alg §Gag 4)504, Was obtained in
the same manner as in Example 1, except for weighing and using 227.58 g of Y,05, 52.06 g of Tb,04, 1.21 g of CeO,,
1.23 g of Eu,04, 119.08 g of Al,O5, and 145.85 g of Ga,O3 as the raw materials.

[0070] The fluorescent materials of Examples 1 to 5 and Comparative Examples 1 to 4 were subjected to composition
analysis and to measurement of relative light emission intensity and luminescent chromaticity, according to the methods
mentioned below.
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Composition Analysis

[0071] Composition analysis was performed according to an alkali fusion method using an ICP emission spectropho-
tometer (OPTIMA, manufactured by Perkin Elmer, Inc.).

Relative Light Emission Intensity (%)

[0072] With respect to the fluorescent materials of the Examples and Comparative Examples, light was applied at an
excitation wavelength of 450 nm, and a relative light emission intensity (PL Intensity) (%) to the wavelength was measured
at room temperature (25°C = 5°C) with a spectrofluorophotometer (QE-2000, manufactured by Otsuka Electronics Co.,
Ltd.). With respect to the fluorescent materials of the Examples and Comparative Examples, the wavelength at which
the light emission intensity is the highest in a wavelength region of 450 nm to 650 nm is referred to as the light emission
peak wavelength (nm), and the light emission intensity at the light emission peak wavelength in Examples and Compar-
ative Examples was expressed as a relative light emission intensity (%) relative to the light emission intensity at the light
emission peak wavelength in Comparative Example 1, 100%. The results are shown in Table 1. Fig. 1 shows the light
emission spectra in Example 1 and Comparative Example 1. Fig. 7 shows the light emission spectra in Comparative
Examples 1 to 4.

Chromaticity (x, y) in CIE1931 Chromaticity Coordinate System

[0073] With respect to the fluorescent materials of the Examples and Comparative Examples, the chromaticity x, y
was measured in a CIE1931 chromaticity coordinate system, using a quantum efficiency measuring apparatus (QE-
2000, manufactured by Otsuka Electronics Co., Ltd.). The results are shown in Table 1.

Excitation Spectrometry

[0074] With respect to the fluorescent materials of the Examples and Comparative Examples, the excitation spectrum
of each fluorescent material was measured at the light emission peak wavelength thereof, at room temperature (25°C
+ 5°C) and in a range of 250 nm or more and 510 nm or less, using a fluorescence spectrophotometer (product name:
F-4500, manufactured by Hitachi High-Technologies Corporation). In the excitation spectrum pattern, the maximum
intensity of the spectrum of each fluorescent material is referred to as 100%. Fig. 2 shows the excitation spectra in
Example 1 and Comparative Example 1. Fig. 8 shows the excitation spectra in Comparative Examples 1 to 4.

Table 1
Light Emission Relative Light Chromaticity
Fluorescent Material Composition | Peak Wavelength Emission Intensity
(nm) (%) X y
(Y0.220T0g 768C€0.001EU0.002)3
Example 1 : : : : 591 273 0.576 0.419
(Alg 55Gag 45)5012
(Y0.220T0g 767C€0 002EU0 002)3
Example 2 : : : : 591 247 0.554 0.438
(Alg 55Gag 45)5012
(Lag 229Tbg 767C€0.002EU0.002)3
Example 3 : : : : 591 236 0.553 0.439
(Alg.55Gag 45)502
(Y0.468T00.528C€0 002EU0 002)3
Example 4 : : : : 591 213 0.486 0.498
(Alg 55Gag 45)5012
(Y0228 Tbo 764C€0 006E U0 002)3
Example 5 : : : 591 110 0.454 0.522
(Alp 8Gag 2)5012
Comparative
Exafnple 1 (Yo 7665d0.2C€0.012)3A50 12 562 100 0.463 | 0.522
Comparative
Exafnple ; (Y.65C€0.017EUp 033)3As01 538 12 0.425 | 0.556
Comparative
Example 3 (Tbg 92Ce€g 91EUg 7)3Al5012 - - - -
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(continued)

Light Emission Relative Light Chromaticity
Fluorescent Material Composition | Peak Wavelength Emission Intensity
(nm) (%) X y
Comparative (Yo0.875TP0.119C€0.003EU0.003)3 543 76 0345 | 0561
Example 4 (Alg 6Gag 4)5015

[0075] As shown in Table 1, the fluorescent materials of Examples 1 to 5 each contain three lanthanoid elements of
Tb, Ce and Eu, in which, therefore, a part of the rare earth element Ln constituting the garnet type crystal structure was
substituted with the three lanthanoid elements Tb, Ce and Eu, and consequently, these fluorescent materials each gave
a strong light emission peak at around a wavelength of 591 nm in the light emission spectrum thereof, as a result of
receiving the light from the excitation light source, and therefore had a high relative light emission intensity. In addition,
the fluorescent materials of Examples 1 to 5 each provided an emission color of such that the chromaticity x, y in a
CIE1931 chromaticity coordinate system each fall within a range of 0.450 < x <0.580 and 0.410 <y <0.530, as a result
of receiving the light from an excitation light source. The fluorescent materials of Examples 1 to 3 each provided an
emission color having a strong red component. The fluorescent materials of Example 4 and Example 5 provided an
emission color of orange having a strong yellowing tone.

[0076] Regarding the fluorescent material of Comparative Example 1, x in a CIE1931 chromaticity coordinate system
was 0.463 and y was 0.522, that is, the fluorescent material emitted a yellow color. Regarding the fluorescent material
of Comparative Example 2, the relative light emission intensity at a wavelength of 538 nm was 12% and was extremely
low, and the fluorescent material emitted a yellow color light. The fluorescent material of Comparative Example 3 barely
emitted light, and the relative light emission intensity and the chromaticity thereof could not be measured. Regarding
the fluorescent material of Comparative Example 4, the relative light emission intensity at a wavelength of 543 nm was
76% and was low, and the fluorescent material emitted a yellowish green to yellow color light.

[0077] Asshownin Fig. 1, the fluorescent material of Example 1 gave a sharp and strong light emission peak at around
a wavelength of 591 nm in the light emission spectrum. On the other hand, the fluorescent material of Comparative
Example 1 had a peak top at around a wavelength of 562 nm, and gave a broad light emission peak in a range of 480
nm or more and 750 nm or less.

[0078] As shownin Fig. 2, it is confirmed that the fluorescent material of Example 1 had a relative intensity of 80% or
more in a wavelength range of 400 nm or more and 480 nm or less, more specifically 420 nm or more and 460 nm or
less, and efficiently absorbed the light from the excitation light source having a light emission peak wavelength of 380
nm or more and 485 nm or less, and was thereby excited to give a high light emission intensity. In addition, as shown
in Fig. 2, also the fluorescent material of Comparative Example 1 had a relative intensity of 80% or more in a wavelength
region of 400 nm or more and 480 nm or less, more specifically 430 nm or more and 480 nm or less, and absorbed the
light from the excitation light source having a light emission peak wavelength of 380 nm or more and 485 nm or less.

Examples 6 to 10, and Comparative Example 5

[0079] Garnet-structured fluorescent materials each having a composition of a rare earth aluminum-gallate were ob-
tained in the same manner as in Example 1, except for using Y,03, Tb,07, CeO,, Eu,03, Al,O5, and Ga,O3 as raw
materials and weighing the raw materials such that the parameter a, the parameter b, the parameter c and the parameter
d had the values shown in Table 2. The values of the parameter b and the parameter c in Table 2 are values calculated
by multiplying the numerical values in Table 2 by 10-2. In the same manner as in Example 1, the light mission spectra
of the fluorescent materials of Examples 6 to 10 and Comparative Example 5 and the relative light emission intensity
(%) ata peak wavelength of 591 nm thereof were determined. The results in Example 2, Examples 6 to 10 and Comparative
Example 5 are shown in Table 2. Fig. 3 is a graph showing a relative light emission intensity (%) at a wavelength of 591
nm of each fluorescent material relative to the parameter a in the composition of each fluorescent material.

1"



10

15

20

25

30

35

40

45

50

55

EP 3 404 077 B1

Table 2
Tb Ce Eu Ga Peak Wavelength 591 nm
Parameter Parameter b Parameter c Parameter Relative Light Emission
a (x102) (X102 d Intensity (%)
ng‘:;;‘ée 0.120 48
Example 6 0.269 85
Example 7 0.418 161
Example 8 0.528 0.200 0.200 0.450 213
Example 9 0.647 247
Example 2 0.767 247
Example 10 0.996 131

[0080] As shown in Table 2 and Fig. 3, in the case where the total molar ratio of the rare earth element Ln, and Tb
and Ce and Eu is 3 and where the molar ratio of Tb is a product of 3 and the parameter a, based on the total molar ratio
of Al and Ga in the composition of a rare earth aluminum-gallate of the fluorescent material, which is 5, the light emission
intensity of the fluorescent material at around a wavelength of 591 nm was high when the parameter a was 0.25 or more
and less than 1. As known from Example 2 and Examples 7 to 9, when the parameter a is 0.350 or more and 0.995 or
less, the relative light emission intensity at around a wavelength of 591 nm was 150 % or more and was higher. On the
other hand, as known from Comparative Example 5, when the parameter a is less than 0.25, the relative light emission
intensity at around a wavelength of 591 nm was less than 50% and was extremely low.

Examples 11 to 18, and Comparative Examples 6 to 8

[0081] Garnet-structured fluorescent materials each having a composition of a rare earth aluminum-gallate were ob-
tained in the same manner as in Example 1, except for using Y,05, Tb,O;, CeO,, Eu,03, Al,O5, and Ga,05 as raw
materials and weighing the raw materials such that the parameter a, the parameter b, the parameter c and the parameter
d had the values shown in Table 3. The values of the parameter b and the parameter ¢ in Table 3 are values calculated
by multiplying the numerical values in Table 3 by 1072, In the same manner as in Example 1, the light mission spectra
of the fluorescent materials of Examples 11 to 18 and Comparative Examples 6 to 8 and the relative light emission
intensity (%) at a peak wavelength of 591 nm thereof were determined. The results in Example 2, Examples 11 to 18
and Comparative Examples 6 to 8 are shown in Table 3. Fig. 4 is a graph showing a relative light emission intensity (%)
at a wavelength of 591 nm of each fluorescent material relative to the parameter b in the composition of each fluorescent
material.

12
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Table 3
Tb Ce Eu Ga Peak Wavelength 591 nm
Parameter Parameter b Parameter c Parameter Relative Light Emission
a (x102) (X102 d Intensity (%)

ng‘:;;‘ée 0.003 32
ng‘:;;;e 0.007 100
Example 11 0.010 130
Example 12 0.050 240
Example 13 0.100 273
Example 14 0.767 0.150 0.200 0.450 256
Example 2 0.200 247
Example 15 0.400 195
Example 16 0.600 151
Example 17 0.900 118
Example 18 1.200 100
Cg)g‘:;f‘;‘ée 2.400 90

[0082] As shown in Table 3 and Fig. 4, in the case where the total molar ratio of the rare earth element Ln, and Tb
and Ce and Eu is 3 and where the molar ratio of Ce is a product of 3 and the parameter b, based on the total molar ratio
of Al and Ga in the composition of a rare earth aluminum-gallate of the fluorescent material, which is 5, the light emission
intensity of the fluorescent material at around a wavelength of 591 nm was high when the parameter b was 0.008 X
10-2 or more and 1.5 X 102 or less, preferably 0.01 X 10-2 or more and 0.95X10-2 or less, more preferably 0.015 X
10-2 or more and 0.7 X102 or less. On the other hand, as in Comparative Examples 6 to 7, when the parameter b is less
than 0.008 X 102, or as in Comparative Example 8, when the parameter b is more than 1.5 X 102, the relative light
emission intensity at around a wavelength of 591 nm was not more than 100% and was low.

Examples 19 to 25 and Comparative Examples 9 to 10

[0083] Garnet-structured fluorescent materials each having a composition of a rare earth aluminum-gallate were ob-
tained in the same manner as in Example 1, except for using Y,03, Tb,0,, CeO,, Eu,05, Al,O3, and Ga,05 as raw
materials and weighing the raw materials such that the parameter a, the parameter b, the parameter c and the parameter
d had the values shown in Table 4. The values of the parameter b and the parameter c in Table 4 are values calculated
by multiplying the numerical values in Table 4 by 10-2. In the same manner as in Example 1, the light mission spectra
of the fluorescent materials of Examples 19 to 25 and Comparative Examples 9 to 10 and the relative light emission
intensity (%) at a peak wavelength of 591 nm thereof were determined. The results in Example 2, Examples 19 to 25
and Comparative Examples 9 to 10 are shown in Table 4. Fig. 5 is a graph showing a relative light emission intensity
(%) at a wavelength of 591 nm of each fluorescent material relative to the parameter ¢ in the composition of each
fluorescent material.
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Table 4
Tb Ce Eu Ga Peak Wavelength 591 nm
Parameter Parameter b Parameter c Parameter Relative Light Emission
a (x10-2) (x10-2) d Intensity (%)
Comparative 0.010 50
Example 9
Example 19 0.015 100
Example 20 0.025 156
Example 21 0.050 216
Example 22 0.100 245
0.767 0.200 0.450
Example 2 0.200 247
Example 23 0.300 246
Example 24 0.800 185
Example 25 1.600 109
Comparative
Example 10 3.000 36

[0084] As shown in Table 4 and Fig. 5, in the case where the total molar ratio of the rare earth element Ln, and Tb
and Ce and Eu is 3 and where the molar ratio of Eu is a product of 3 and the parameter ¢, based on the total molar ratio
of Al and Ga in the composition of a rare earth aluminum-gallate of the fluorescent material, which is 5, the light emission
intensity of the fluorescent material at around a wavelength of 591 nm was high when the parameter c was 0.012 X 10-2
or more and 2 X 102 or less, preferably 0.014 X 10-2 or more and 1.6 X 102 or less, more preferably 0.02 X 102 or
more and 1.2X102 or less. On the other hand, as in Comparative Example 9, when the parameter c is less than 0.012
X 1072, or as in Comparative Example 10, when the parameter ¢ is more than 2 X 102, the relative light emission
intensity at around a wavelength of 591 nm was not more than 50% and was extremely low.

Examples 26 to 32, and Comparative Example 11

[0085] Garnet-structured fluorescent materials each having a composition of a rare earth aluminum-gallate were ob-
tained in the same manner as in Example 1, except for using Y,03, Tb,O;, CeO,, Eu,05, Al,O3, and Ga,O5 as raw
materials and weighing the raw materials such that the parameter a, the parameter b, the parameter c and the parameter
d had the values shown in Table 5. The values of the parameter b and the parameter c in Table 5 are values calculated
by multiplying the numerical values in Table 5 by 10-2. In the same manner as in Example 1, the light mission spectra
of the fluorescent materials of Examples 26 to 32 and Comparative Example 11 and the relative light emission intensity
(%) at a peak wavelength of 591 nm thereof were determined. The results in Example 5, Examples 26 to 32 and
Comparative Example 11 are shown in Table 5. Fig. 6 is a graph showing a relative light emission intensity (%) at a
wavelength of 591 nm of each fluorescent material relative to the parameter d in the composition of each fluorescent
material.

14



10

15

20

25

30

35

40

45

50

55

EP 3 404 077 B1

Table 5
Tb Ce Eu Ga Peak Wavelength 591 nm
Parameter Parameter b Parameter c Parameter Relative Light Emission
a (x102) (x10-2) d Intensity (%)
Example 26 0.000 102
Example 27 0.150 104
Example 5 0.200 110
Example 28 0.350 134
Example 29 0764 0.600 0.200 0.400 140
Example 30 0.450 151
Example 31 0.600 140
Example 32 0.800 100
e 0

[0086] As shown in Table 5 and Fig. 6, in the case where the total molar ratio of the rare earth element Ln, and Tb
and Ce and Eu is 3 and where the molar ratio of Ga is a product of 5 and the parameter d, based on the total molar ratio
of Al and Ga in the composition of a rare earth aluminum-gallate of the fluorescent material, which is 5, the light emission
intensity of the fluorescent material at around a wavelength of 591 nm was high when the parameter d was 0 or more
and 0.85 or less, preferably 0.1 or more and 0.8 or less, more preferably 0.15 or more and 0.75 or less. On the other
hand, as in Comparative Example 11, when the parameter d is more than 0.85, the relative light emission intensity at
around a wavelength of 591 nm was not more than 50% and was extremely low.

[0087] As shown in Fig. 7, the relative light emission intensity at a wavelength of 538 nm of the fluorescent material
of Comparative Example 2 was 12% and was extremely low, and the light emission peak was a broad peak in a broad
wavelength range of 500 nm or more and 650 nm or less. Though the fluorescent material of Comparative Example 3
gave an extremely low peak at around a wavelength of 591 nm, the relative light emission intensity thereof was less
than 5%, that is, the fluorescent material barely emitted light. The fluorescent material of Comparative Example 4 had
a composition of a rare earth aluminum-gallate, in which, based on the total molar ratio of Al and Ga of 5, the total molar
ratio of the rare earth element Ln, and Tb and Ce and Eu was 3 and the molar ratio of Tb was a product of 3 and the
parameter a, but in which the parameter a was less than 0.25. Therefore, the peak wavelength of the fluorescent material,
at which the light emission intensity thereof is the highest in a wavelength range of 450 nm to 650 nm, was 543 nm and
the relative light emission intensity at a peak wavelength of 543 nm thereof was 76%, that is, the light emission intensity
of the fluorescent material is lower than that of the fluorescent materials of Examples 1 to 5.

[0088] As shown in Fig. 8, the fluorescent materials of Comparative Examples 1 to 4 all had a relative light emission
intensity of 80% or more in a wavelength range of 400 nm or more and 480 nm or less, and efficiently absorbed the light
from an excitation light source having a light emission peak wavelength of 380 nm or more and 485 nm or less, but these
fluorescent materials had a low relative light emission intensity as shown in Fig. 7.

[0089] In accordance with an embodiment of the present invention, there can be provided a fluorescent material having
a composition of a rare earth aluminum-gallate having a high light emission intensity, and a light emitting device using
the fluorescent material. The light emitting device can be used in lighting systems and sensor systems in security systems.

Claims
1. A fluorescent material having a composition represented by the following formula (1):
(Ln4_a.pcTbaCepEUC)3(Aly Gag)sO12 Q)
wherein Ln represents at least one rare earth element selected from the group consisting of Y, Gd, La, Lu, Sc and
Sm, and

the values of parameters a, b, ¢ and d are numbers satisfying 0.25 <a <1, 0.008 X 102<b <1.5 X 102,0.012 X
102<¢c<2 %102 and 0<d <0.85.
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2. The fluorescent material according to claim 1, wherein
the parameter a is 0.3 or more and less than 1,
the parameter b is 0.01 X 10-2 or more and 0.95 X 10-2 or less,
the parameter c is 0.014 X 10-2 or more and 1.6 X 10-2 or less, and
the parameter d is 0.1 or more and 0.8 or less.

3. The fluorescent material according to claim 1, wherein
the parameter a is 0.35 or more and less than 1,
the parameter b is 0.015 X 10-2 or more and 0.7 X 102 or less,
the parameter c is 0.02 X 10-2 or more and 1.2 X 10-2 or less, and
the parameter d is 0.15 or more and 0.75 or less.

4. The fluorescent material according to any one of claims 1 to 3, wherein the rare earth element Ln is at least one
selected from the group consisting of Y, Gd, La, Lu and Sc.

5. The fluorescent material according to any one of claims 1 to 4, wherein the chromaticity of an emission color of the
fluorescent material falls within a range of 0.420 < x < 0.600 and 0.300 <y < 0.530 in a CIE1931 chromaticity
coordinate system.

6. Alight emitting device comprising the fluorescent material of any one of claims 1 to 5, and an excitation light source.

7. Thelightemitting device accordingto claim 6, wherein the excitation light source has a light emission peak wavelength
within a range of 380 nm or more and 485 nm or less.

Patentanspriiche
1. Ein fluoreszierendes Material mit einer Zusammensetzung, dargestellt durch die nachstehende Formel (l):
(Ln4_apcTbaCepEU)3(Aly 4Gag)sO 12 Q)

wobei Ln mindestens ein Seltenerdmetallelement, ausgewahlt aus der Gruppe bestehend aus Y, Gd, La, Lu, Sc
und Sm, darstellt und

wobei die Werte der Parameter a, b, ¢ und d Zahlen sind, die 0,25 <a <1, 0,008 X 10-2<b < 1,5 X 102, 0,012 X
102<¢c<2 X 102 und 0 <d < 0,85 erfiillen.

2. Das fluoreszierende Material gema Anspruch 1, wobei
der Parameter a 0,3 oder mehr und weniger als 1 ist,
der Parameter b 0,01 X 102 oder mehr und 0,95 X 1072 oder weniger ist,
der Parameter ¢ 0,014 X 10-2 oder mehr und 1,6 X 10-2 oder weniger ist und
der Parameter d 0,1 oder mehr und 0,8 oder weniger ist.

3. Das fluoreszierende Material gemaf Anspruch 1, wobei
der Parameter a 0,35 oder mehr und weniger als 1 ist,
der Parameter b 0,015 X 102 oder mehr und 0,7 X 1072 oder weniger ist,
der Parameter ¢ 0,02 X 10-2 oder mehr und 1,2 X 10-2 oder weniger ist und
der Parameter d 0,15 oder mehr und 0,75 oder weniger ist.

4. Das fluoreszierende Material gemaf einem der Anspriiche 1 bis 3, wobei das Seltenerdmetall Ln mindestens Eines,
ausgewahlt aus der Gruppe bestehend aus Y, Gd, La, Lu und Sc, ist.

5. Das fluoreszierende Material gemal einem der Anspriiche 1 bis 4, wobei die Chromatizitat einer Emissionsfarbe
des fluoreszierenden Materials in einen Bereich von 0,420 < x < 0,600 und 0,300 <y < 0,530 in einem CIE1931

Chromatizitatskoordinatensystem fallt.

6. Eine lichtemittierende Vorrichtung, umfassend das fluoreszierende Material gemafR einem der Anspriiche 1 bis 5
und eine Anregungslichtquelle.
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Die lichtemittierende Vorrichtung gemaf Anspruch 6, wobei die Anregungslichtquelle eine Lichtemissions-Peak-
wellenlange innerhalb eines Bereichs von 380 nm oder mehr und 485 nm oder weniger aufweist.

Revendications

1.

Matériau fluorescent ayant une composition représentée par la formule (1) suivante :
(Ln1_apcThaCepEuC)3(Al14Gag)sOqp Q)

dans laquelle Ln représente au moins un élément des terres rares choisi dans le groupe constitué par Y, Gd, La,
Lu, Sc et Sm, et

les valeurs des paramétres a, b, ¢ et d sont des nombres satisfaisant a 0,25<a <1 ;0,008 X 102<b <1,5x 10-2;
0,012x102<c<2x102et0<d<0,85.

Matériau fluorescent selon la revendication 1, dans lequel

le paramétre a est de 0,3 ou plus et de moins de 1,

le paramétre b est de 0,01 x 10-2 ou plus et de 0,95 x 10-2 ou moins,

le paramétre ¢ est de 0,014 x 10-2 ou plus et de 1,6 x 10-2 ou moins, et
le paramétre d est de 0,1 ou plus et de 0,8 ou moins.

Matériau fluorescent selon la revendication 1, dans lequel

le paramétre a est de 0,35 ou plus et de moins de 1,

le paramétre b est de 0,015 x 10-2 ou plus et de 0,7 x 10-2 ou moins,
le paramétre ¢ est de 0,02 x 102 ou plus et de 1,2 x 102 ou moins, et
le paramétre d est de 0,15 ou plus et de 0,75 ou moins.

Matériau fluorescent selon I'une quelconque des revendications 1 a 3, dans lequel I'élément des terres rares Ln est
au moins l'un choisi dans le groupe constitué par Y, Gd, La, Lu et Sc.

Matériau fluorescent selon I'une quelconque des revendications 1 a 4, dans lequel la chromaticité d’'une couleur
d’émission du matériau fluorescent est située dans la plage 0,420 <x < 0,600 et 0,300 <y < 0,530 dans un systeme

de coordonnées de chromaticité CIE1931.

Dispositif luminescent comprenant le matériau fluorescent de I'une quelconque des revendications 1 a 5, et une
source de lumiére d’excitation.

Dispositif luminescent selon la revendication 6, dans lequel la source de lumiére d’excitation a une longueur d’'onde
de pic d’émission de lumiére située dans la plage de 380 nm ou plus et de 485 nm ou moins.
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FIG. 5
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