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EP 1 191 081 B1
Description
BACKGROUND OF THE INVENTION
Technical Field

[0001] This invention relates to a light-emitting layer for use in inorganic EL devices, and more particularly, to a
phosphor thin film used as a light-emitting layer and an EL panel using the same.

Background Art

[0002] In the recent years, active research works have been made on thin-film EL devices as small-size and large-
size, lightweight flat displays. A monochromatic thin-film EL display using a phosphor thin film of manganese-doped zinc
sulfide capable of emitting yellowish orange light has already become commercially practical as a dual insulated structure
using thin-film insulating layers 2 and 4 as shown in FIG. 2. In FIG. 2, a predetermined pattern of lower electrodes 5 is
formed on a substrate 1, and a first insulating layer 2 is formed on the lower electrodes 5. On the first insulating layer
2, a light-emitting layer 3 and a second insulating layer 4 are successively formed. On the second insulating layer 4, a
predetermined pattern of upper electrodes 6 is formed so as to construct a matrix circuit with the lower electrodes 5.
[0003] Thin-film EL displays must display images in color in order that they find use as computer, TV and similar
monitors. Thin-film EL displays using sulfide phosphor thin films are fully reliable and resistant to environment, but at
present regarded unsuitable as color displays because EL phosphors required to emit light in the primaries of red, green
and blue have poor characteristics. Engineers continued research on SrS:Ce (using SrS as a matrix material and Ce
as a luminescent center) and ZnS:Tm as a candidate for the blue light-emitting phosphor, ZnS:Sm and CaS:Eu as a
candidate for the red light-emitting phosphor, and ZnS:Tb and CaS:Ce as a candidate for the green light-emitting phos-
phor.

[0004] These phosphor thin films capable of emitting light in the primaries of red, green and blue suffer from problems
of emission luminance, emission efficiency and color purity. Thus color EL panels have not reached the commercial
stage. Referring to the blue color among others, a relatively high luminance is achieved using SrS:Ce. However, its
luminance is still short as the blue color for full-color displays and its chromaticity is shifted toward green. There is a
desire to have a better blue light-emitting layer.

[0005] Tosolvethe above problem, thiogallate and thioaluminate base blue phosphors such as SrGa,S,:Ce, CaGa,S,:
Ce, and BaAl,S,:Eu were developed as described in JP-A 7-122364, JP-A 8-134440, Shinshu Univ. Technical Report,
EID 98-113, pp. 19-24, and Jpn. J. Appl. Phys., Vol. 38 (1999), pp. L1291-1292. From the BaAl,S,:Eu phosphor, light
of CIE1931 chromaticity coordinates (0.12, 0.10) is obtained. However, there is a need for a blue phosphor having a
higher color purity. If blue light having a higher purity, especially blue light having CIE1931 chromaticity coordinates of
x<about0.2andy<0.10, thatis, NTSC blue of (0.14, 0.08) is developed, then a display of better quality becomes available.
[0006] KAWANISHIMET AL: "EU2+-DOPED BARIUM THIOALUMINATE EL DEVICES PREPARED BY TWO-TAR-
GET PULSED-ELECTRON-BEAM EVAPORATION" JOURNAL OF THE SOCIETY FOR INFORMATION DISPLAY,
SOCIETY FOR INFORMATION DISPLAY, SAN JOSE, US, vol. 8, no. 3, (1999-12-01), pages 247-251, XP009007409
ISSN: 1071-0922 discloses the use of a thin film of barium thioaluminate doped with europium as a phosphor in an
electroluminescent device. A phosphor is described which has CIE 1931 coordinates x=0.12 and y=0.10, but there is
no mention of the phosphor further containing magnesium.

SUMMARY OF THE INVENTION

[0007] An object of the invention is to provide a phosphor thin film eliminating a need for filters, having a satisfactory
color purity and useful as the blue color in full-color EL displays, a method for preparing the same, and an EL panel.
[0008] This and other objects are attained by the present invention which is defined below as (1) to (5).

(1) A phosphor thin film formed of a matrix material comprising barium thioaluminate as a main component and
having europium added thereto as a luminescent center, said matrix material further containing magnesium, wherein
the magnesium is added in such an amount as to give an atomic ratio Mg/(Ba+Mg) between 0.05 and 0.8.

(2) The phosphor thin film of (1) which emits blue light having chromaticity coordinates of x < 0.2 and y < 0.10.

(3) An EL panel having the phosphor thin film of either (1) or (2).

(4) A method for preparing the phosphor thin film of either (1) or (2) by an evaporation process comprising:

placing at least an aluminum sulfide source, a barium sulfide source having a luminescent center added thereto,
and a magnesium metal source in a vacuum chamber, and
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evaporating aluminum sulfide, barium sulfide and magnesium metal from the respective sources and depositing
the evaporated substances on a substrate while binding the substances together, thereby forming a sulfide
phosphor thin film.

(5) A method for preparing the phosphor thin film of either (1) or (2) by an evaporation process comprising :

placing at least a barium thioaluminate source having a luminescent center added thereto and a magnesium
metal source in a vacuum chamber, and

evaporating barium thioaluminate and magnesium metal from the respective sources and depositing the evap-
orated substances on a substrate while binding the substances together, thereby forming a sulfide phosphor
thin film.

BRIEF DESCRIPTION OF THE DRAWINGS
[0009]

FIG. 1 is a schematic cross-sectional view showing an exemplary construction of the apparatus to which the method
of the invention is applicable or the manufacturing apparatus of the invention.

FIG. 2 is a partially cross-sectional, perspective view showing an exemplary construction of the inorganic EL device
which can be manufactured by the method and apparatus of the invention.

DESCRIPTION OF THE PREFERRED EMBODIMENTS

[0010] Several embodiments of the invention are described in detail.

[0011] The invention provides a means of adding magnesium to a barium thioaluminate-base EL material for further
improving the luminance and blue color purity thereof.

[0012] The phosphor thin film of the invention is formed of a barium thioaluminate-base matrix material having europium
added thereto as a luminescent center and further having magnesium added thereto.

[0013] Examples of the barium thioaluminate used in the phosphor thin film of the invention include BagAl,Sg, Ba,Al,S-,
BayAl,Ss, BaAl,S,, BaAl,S;, BayAl 4S,s5, BaAlgS, 5, and BaAl;,S,9. The matrix material may use these compounds
alone or in admixture of two or more and take an amorphous state where a distinct crystalline structure is absent.
[0014] Also oxygen may substitute for sulfur in barium thioaluminate to convert it to barium aluminate. Also acceptable
is an oxysulfide intermediate barium aluminate and barium thioaluminate.

[0015] The phosphor thin film of the invention is arrived at by adding magnesium to the above-described matrix material
and is preferably represented by the compositional formula:

(Ba,Mg),Al,0,S,:Eu.

In the formula, x, y, z and w denote molar ratios of elements Ba, Al, O and S, and are preferably in the ranges of:

x=1to 5,
y=1to 15,

z =310 30, and
w = 3 to 30.

[0016] Magnesium is added in such an amount that the atomic ratio of Mg to Ba in the barium thioaluminate matrix
material, as expressed by Mg/(Ba+Mg), may fall in the range between 0.05 and 0.8, especially between 0.3 and 0.6.
[0017] Magnesium is effective for shifting the EL emission spectrum to the shorter wavelength side. When magnesium
is added to barium thioaluminate, the matrix material is increased in band gap so that the europium added may undertake
effective transition within the compound crystal field, producing light emission of shorter wavelength.

[0018] The amountof europium added as a luminescent center is preferably 0.5 to 10 atom% based on (Ba+Mg) atoms.
[0019] The phosphor thin film of the invention can emit light of blue color having a high purity, that is, CIE1931
chromaticity coordinates of x < 0.2, especially x = 0.1 to 0.2, and y < 0.10, especially y = 0.02 to 0.1. That is, emission
of blue light approximate to the NTSC blue (0.14, 0.08) is possible. The emission of blue light having such a high purity
eliminates a need for filters, contributing to the manufacture of applied devices of improved quality and reduced cost.
[0020] The phosphor thin film is preferably prepared, for example, by an evaporation process to be described below.
[0021] More particularly, a barium thioaluminate pellet having europium added is prepared. The pellet is evaporated
in a vacuum chamber by irradiating electron beams, and at the same time, magnesium metal is evaporated by resistive
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heating for thereby adding magnesium. The amount of Mg added is adjusted by previously measuring the deposition
rates of vapor substances from the EB source and the resistive heating source, and controlling the powers to the
respective sources on the basis of the measured rates. H,S gas may be admitted during the evaporation.

[0022] Alternatively, a multi-source reactive deposition process is employable. Exemplary is a ternary evaporation
process using a barium sulfide pellet having europium added thereto, aluminum sulfide and magnesium. More specifically,
a sulfide phosphor thin film is formed by placing at least an aluminum sulfide source, a barium sulfide source having a
luminescent center added thereto, and a magnesium metal source in a vacuum chamber, and evaporating aluminum
sulfide, barium sulfide and magnesium metal from the respective sources and depositing the evaporated substances
on a substrate while binding the substances together.

[0023] Europium added to the source substance may take the form of metal, fluoride, oxide or sulfide. Since the
amount of europium added varies depending on the source substance and the thin film to be deposited, the composition
of the source substance is adjusted so as to achieve an appropriate dosage.

[0024] During the evaporation, the temperature of the substrate may be at room temperature to 600°C, preferably 300
to 500°C. If the substrate temperature is too high, the thin film of matrix material may have more asperities on its surface
and contain pin holes therein, giving rise to the problem of current leakage on EL devices. Also the thin film can be
colored brown. For this reason, the aforementioned temperature range is preferable. Also preferably, the film deposition
is followed by annealing. The preferred annealing temperature is 600°C to 1,000°C, and more preferably 600°C to 800°C.
[0025] The oxide phosphor thin film thus formed is preferably a highly crystalline thin film. Crystallinity can be evaluated
by x-ray diffraction, for example. To promote crystallinity, the substrate temperature is set as high as possible. It is also
effective to anneal the thin film in vacuum, N,, Ar, air, sulfur vapor or H,S after its formation.

[0026] Itis also preferred to carry out anneal treatment on the Mg-added barium thioaluminate thin film in an oxidizing
atmosphere such as oxygen or air after its formation and in combination with the anneal treatment. For example, once
a thin film is formed by a binary reactive deposition process using a barium sulfide pellet having Eu and Mg added
thereto, an aluminum sulfide pellet and hydrogen sulfide (H,S) gas, it may be annealed in air.

[0027] Further, it is preferred to produce the phosphor thin film of the invention by alternately forming magnesium
sulfide films and barium thioaluminate films, and annealing the multilayer structure into a Mg-added barium thioaluminate
thin film.

[0028] Still further, it is preferred to produce the phosphor thin film of the invention by alternately forming magnesium
thioaluminate films and barium thioaluminate films, and annealing the multilayer structure.

[0029] When annealed at 400 to 800°C, magnesium diffuses through the multilayer structure to promote crystallization
and achieve a blue shift of the emission spectrum.

[0030] The aforementioned annealing treatment is effective for outstandingly increasing the EL light emission lumi-
nance of the phosphor thin film. The annealing treatment promotes crystallization of the EL thin film and introduces
oxygen into the alkaline earth thioaluminate. In addition, the rare earth added as the luminescent center possesses
effective transition within compound crystals, producing light emission at a high luminance. For example, where Eu is
the luminescent center, Eu2* contributing to blue light emission is stabilized in the EL thin film.

[0031] The light emitting device has a lifetime in that the luminance drops with the lapse of light emitting time. The
composition in which sulfur and magnesium are co-present with oxygen improves the lifetime performance and prevents
the luminance from dropping. As compared with the matrix material of pure sulfide, the matrix material having magnesium
or an oxygen compound incorporated therein is stable in air. This is probably because the stable oxide component
protects the sulfide component in the film from oxygen. Therefore, according to the inventors’ investigation, an optimum
value exists between the sulfide and magnesium and optionally, oxide composition.

[0032] The contents of sulfur and oxygen in the matrix material may be adjusted at the stage of the raw material
composition or by forming the thin film and then effecting anneal treatment on the thin film under controlled conditions.
[0033] No particular limits are imposed on the thickness of the light emitting layer. However, too thick a layer requires
an increased drive voltage whereas too thin a layer results in a low emission efficiency. lllustratively, the light emitting
layer is preferably about 100 to 2,000 nm thick, especially about 150 to 700 nm although the thickness varies depending
on the identity of the fluorescent material.

[0034] The pressure during evaporation is preferably 1.33x10-4 to 1.33x10-1 Pa (1x10-6 to 1x10-3 Torr). When a gas
such as H,S is introduced, the pressure may be adjusted to 6.65x10-3 to 6.65x10-2 Pa (5x10 to 5x104 Torr). If the
pressure exceeds the range, the operation of the electron gun becomes unstable, and composition control becomes
very difficult. The rate of gas feed is preferably 5 to 200 standard cubic centimeters per minute (SCCM), especially 10
to 30 SCCM although it varies depending on the power of the vacuum system.

[0035] If desired, the substrate may be moved or rotated during evaporation. By moving or rotating the substrate, the
deposited film becomes uniform in composition and minimized in the variation of thickness distribution.

[0036] When the substrate is rotated, the number of revolutions is preferably at least about 10 rpm, more preferably
about 10 to 50 rpm, and especially about 10 to 30 rpm. If the rotational speed of the substrate is too high, there may
arise a problem of seal upon admission into the vacuum chamber. If the rotational speed of the substrate is too low,
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compositional gradation may occur in the thickness direction within the chamber so that the characteristics of the light
emitting layer may become poor. The means for rotating the substrate may be any well-known rotating mechanism
including a power source such as a motor or hydraulic rotational mechanism and a power transmission/gear mechanism
having a combination of gears, belts, pulleys and the like.

[0037] The means for heating the evaporation source and the substrate may be selected, for example, from tantalum
wire heaters, sheath heaters and carbon heaters, as long as they have the predetermined thermal capacity, reactivity
or the like. The temperature reached by the heating means is preferably in the range of about 100 to about 1,400°C,
and the precision of temperature control is about =1°C, preferably about +0.5°C at 1,000°C.

[0038] FIG. 1 illustrates one exemplary construction of the apparatus for forming the light emitting layer according to
the invention. Reference is made to an embodiment wherein Mg-added barium aluminate:Eu is produced by using
aluminum sulfide, barium sulfide and magnesium as the evaporation sources and admitting H,S during evaporation. In
the illustrated embodiment, a substrate 12 on which the light emitting layer is to be deposited, EB evaporation sources
14 and 15, and a resistive heating evaporation source 16 are disposed within a vacuum chamber 11.

[0039] In the resistive heating evaporation source 16 having a heater (not shown) mounted therearound, a metal
(magnesium) 16a is contained to constitute the magnesium evaporation source.

[0040] The electron beam (EB) evaporation sources 14 and 15 serving as means for evaporating aluminum sulfide
and barium sulfide include crucibles 40 and 50 which contain barium sulfide 14a having a luminescent center added
thereto and aluminum sulfide 15a, and electron guns 41 and 51 having electron emitting filaments 41a and 51a built
therein, respectively. Built in the electron guns 41, 51 are mechanisms for controlling electron beams. To the electron
guns 41, 51 are connected ac power supplies 42, 52 and bias power supplies 43, 53. The electron guns 41, 51 produce
electron beams alternately at predetermined powers in a controlled manner, for evaporating the barium sulfide 14a
having a luminescent center added thereto and the aluminum sulfide 15a in a predetermined ratio. Although the evap-
oration sources are controlled by two electron guns in the illustrated embodiment, multi-source simultaneous evaporation
using a single electron gun is also possible. The evaporation process of the latter is known as multi-source pulse
evaporation process.

[0041] Intheillustrated embodiment, the evaporation sources 14, 15, 16 are depicted, for the convenience of illustration,
at positions corresponding to discrete local areas of the substrate. Actually, the evaporation sources are located such
that the deposited film may become uniform in composition and thickness.

[0042] The vacuum chamber 11 has an exhaust port 11a through which the chamber is evacuated to establish a
predetermined vacuum in the chamber. The vacuum chamber 11 also has an inlet port 11b through which a reactant
gas such as hydrogen sulfide is admitted into the chamber.

[0043] The substrate 12 is fixedly secured to a holder 12a. The holder 12a has a shaft 12b which is rotatably held by
an outside rotating shaft mount (not shown) so that the vacuum may be maintained in the chamber 11. The shaft 12b
is adapted to be rotated at a predetermined number of revolutions by a rotating means (not shown). A heating means
13 in the form of a heater wire is closely secured to the substrate holder 12a so that the substrate may be heated and
maintained at the desired temperature.

[0044] Using the illustrated apparatus, vapors of barium sulfide, aluminum sulfide and magnesium are evaporated
from the EB evaporation sources 14, 15 and resistive heating source 16 and deposited on the substrate 12 where they
are bound together to form a magnesium-added barium thioaluminate fluorescent layer. By rotating the substrate 12
during the evaporation process if desired, the light emitting layer being deposited can be made more uniform in compo-
sition and thickness distribution.

[0045] There have been described the fluorescent thin film material and the method of manufacture by evaporation
according to the invention, by which a phosphor thin film having a higher luminance and a further improved color purity
of blue can be easily formed.

[0046] Using the phosphor thin film of the invention as a light emitting layer 3, an inorganic EL device is manufactured,
for example, to the structure shown in FIG. 2. Between the substrate 1, electrodes 5, 6, thick-film insulating layer 2 and
thin-film insulating layer 4, there may be disposed intermediate layers such as a layer for enhancing bond, a layer for
mitigating stress, and a layer for preventing reaction. The thick film may be improved in smoothness as by polishing its
surface or using a smoothing layer.

[0047] FIG. 2 is a partially cross-sectional, perspective view showing an exemplary construction of the inorganic EL
device using the light emitting layer of the invention. In FIG. 2, a predetermined pattern of lower electrodes 5 is formed
on a substrate 1, and a first thick insulating layer (or thick-film dielectric layer) 2 is formed on the lower electrodes 5. On
the first insulating layer 2, a light-emitting layer 3 and a second insulating layer (or thin-film dielectric layer) 4 are
successively formed. On the second insulating layer 4, a predetermined pattern of upper electrodes 6 is formed so as
to construct a matrix circuit with the lower electrodes 5.

[0048] Any desired material may used as the substrate as long as the substrate has a heat resistant temperature or
melting point of at least 600°C, preferably at least 700°C, especially at least 800°C so that the substrate may withstand
the thick-film forming temperature, the forming temperature of the EL fluorescent layer and the annealing temperature
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of the EL device, the substrate allows deposition thereon of functional thin films such as a light emitting layer by which
the EL device can be constructed, and the substrate maintains the predetermined strength. lllustrative examples include
ceramic substrates of glass, alumina (Al,O,), forsterite (2MgO-SiO,), steatite (MgO-SiO,), mullite (3Al,03-2Si0,), beryllia
(BeO), aluminum nitride (AIN), silicon nitride (SiN), and silicon carbide (SiC+BeQ) as well as heat resistant glass sub-
strates of crystallized glass or the like. Of these, alumina substrates and crystallized glass substrates having a heat
resistant temperature of higher than about 1,000°C are especially preferable. Where heat transfer is necessary, berillia,
aluminum nitride, silicon carbide and the like are preferred.

[0049] Also useful are quartz, heat oxidized silicon wafers, etc. as well as metal substrates such as titanium, stainless
steel, Inconel and iron base materials. Where electro-conductive substrates such as metal substrates are used, a
structure in which a thick film having an internal electrode is formed on a substrate is preferred.

[0050] Any well-known thick-film dielectric material may be used as the thick-film dielectric material (first insulating
layer). Materials having a relatively high permittivity are preferred.

[0051] For example, lead titanate, lead niobate and barium titanate based materials can be used.

[0052] The dielectric thick film has a resistivity of at least 108 Q-cm, especially about 1019 to 1018 Q-cm. A material
having a relatively high permittivity as well is preferred. The permittivity € is preferably about 100 to 10,000. The preferred
thickness is 5 to 50 uwm, especially 10 to 30 wm.

[0053] The insulating layer thick film is formed by any desired method. Methods capable of relatively easily forming
films of 10 to 50 wm thick are useful, and the sol-gel method and printing/firing method are especially preferred.
[0054] Where the printing/firing method is employed, a material is fractionated to an appropriate particle size and
mixed with a binder to form a paste having an appropriate viscosity. The paste is applied onto a substrate by a screen
printing technique, and dried. The green sheet is fired at an appropriate temperature, yielding a thick film.

[0055] Examples of the material of which the thin-film insulating layer (second insulating layer) is made include silicon
oxide (SiO,), silicon nitride (SiN), tantalum oxide (Ta,0Os), strontium titanate (SrTiO5), yttrium oxide (Y,0O3), barium
titanate (BaTiO3), lead titanate (PbTiO3), PZT, zirconia (ZrO,), silicon oxynitride (SiON), alumina (Al,O5), lead niobate,
PMN-PT base materials, and multilayer or mixed thin films of any. In forming the insulating layer from these materials,
any of conventional methods such as evaporation, sputtering, CVD, sol-gel and printing/firing methods may be used.
The insulating layer preferably has a thickness of about 50 to 1,000 nm, especially about 100 to 500 nm.

[0056] The electrode (lower electrode) is formed at least on the substrate side or within the first dielectric. As the
electrode layer which is exposed to high temperature during formation of a thick film and during heat treatment along
with the light emitting layer, there may be employed a customary metal electrode containing as a main component one
or more elements selected from palladium, rhodium, iridium, rhenium, ruthenium, platinum, tantalum, nickel, chromium
and titanium.

[0057] Anotherelectrode layer serving as the upper electrode is preferably a transparent electrode which is transmissive
to light in the predetermined emission wavelength region because the emitted light often exits from the opposite side to
the substrate. When the substrate is transparent, a transparent electrode may also be used as the lower electrode
because this permits the emitted light to exit from the substrate side. Use of transparent electrodes of ZnO, ITO or the
like is especially preferred. ITO generally contain In,O3 and SnO in stoichiometry although the oxygen content may
deviate somewhat therefrom. An appropriate proportion of SnO, mixed with In,O4 is about 1 to 20%, more preferably
about 5 to 12% by weight. For IZO, an appropriate proportion of ZnO mixed with In,O5 is generally about 12 to 32% by
weight.

[0058] Also the electrode may be a silicon-based one. The silicon electrode layer may be either polycrystalline silicon
(p-Si) or amorphous silicon (a-Si), or even single crystal silicon if desired.

[0059] In addition to silicon as the main component, the electrode is doped with an impurity for imparting electric
conductivity. Any dopant may be used as the impurity as long as it can impart the desired conductivity. Use may be
made of dopants commonly used in the silicon semiconductor art. Exemplary dopants are B, P, As, Sb, Al and the like.
Of these, B, P, As, Sb and Al are especially preferred. The preferred dopant concentration is about 0.001 to 5 at%.
[0060] Informingthe electrode layer from these materials, any of conventional methods such as evaporation, sputtering,
CVD, sol-gel and printing/firing methods may be used. In forming a structure in which a thick film having an internal
electrode is formed on a substrate, the same method as used in forming the dielectric thick film is preferred.

[0061] The electrode layer should preferably have a resistivity of up to 1 Q:cm, especially about 0.003 to 0.1 Q-cm in
order to apply an effective electric field across the light emitting layer. The preferred thickness of the electrode layer is
about 50 to 2,000 nm, especially about 100 to 1,000 nm.

[0062] Although the light emitting layer of the invention is applied to inorganic EL devices in the illustrated embodiment,
it may be applied to another type of device as long as the phosphor thin film of the invention can be used therein, and
especially to blue light emitting devices, which can be applied to full-color display panels.
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EXAMPLE
[0063] Examples are given below for illustrating the invention in more detail.
Example 1

[0064] Anexemplary evaporation chamberwhich can be used in the manufacturing method of the invention is illustrated
in FIG. 1. There were used a two-point controlled gun and a resistive heating source.

[0065] An EB source 15 containing BaS powder having 5 mol% of Eu added, another EB source 14 containing Al,S5
powder, and a resistive heating source 16 containing Mg were placed in a vacuum chamber 11. The materials were
simultaneously evaporated from the respective sources, and deposited on a rotating substrate heated at 150°C, forming
a(Ba,Mg)Al,S5:Eu layer. The rates of evaporation from the respective sources were adjusted so as to provide a deposition
rate of 1 nm/sec for (Ba,Mg)AIl,S5:Eu. During evaporation, H,S gas was admitted at 10 SCCM. After the thin film was
formed, it was annealed at 750°C for 10 minutes in an Ar atmosphere.

[0066] The (Ba,Mg)Al,S;:Eu thin film formed on a Si substrate as a monitor was analyzed for composition by x-ray
fluorescence tofind an atomicratio of Ba:Mg:Al:S:0:Eu=5.32:4.16:22.15:12.02:56.17:0.17. ltwas abarium thioaluminate
film containing a substantial amount of oxygen.

[0067] Using this light emitting layer, an EL device of the structure shown in FIG. 2 was fabricated.

[0068] For both the substrate and the thick-film insulating layer, a BaTiO4 base dielectric material having a permittivity
of 5,000 was commonly used. A Pd electrode was used as the lower electrode. The device was fabricated by furnishing
a sheet for the substrate, and forming the lower electrode and thick-film insulating layer on the sheet by a screen printing
technique to form a green sheet, followed by co-firing. The surface was polished, yielding a substrate bearing a thick-
film first insulating layer of 30 pwm thick.

[0069] On this substrate, a phosphor thin film (light emitting layer) was formed to 300 nm by the same procedure as
above.

[0070] Then a second insulating layer thin film was formed on the phosphor thin film. Ta,O5 was used for the second
insulating layer thin film, and a Ta,Ox film of 200 nm thick was formed. By RF magnetron sputtering technique using an
ITO oxide target, a transparent ITO electrode of 200 nm thick was formed on the second insulating layer thin film at a
substrate temperature of 250°C, completing the EL device.

[0071] When an electric field having a frequency of 1 kHz and a pulse width of 50 .S was applied across the electrodes,
the EL device emitted blue light having a luminance of 200 cd/m2 and CIE1931 chromaticity coordinates (0.1347, 0.0789).
The spectrum of light emission had a peak wavelength of 464 nm.

[0072] An EL device, which was similarly fabricated without addition of Mg, emitted blue light having CIE1931 chro-
maticity coordinates (0.1197, 0.1366), and the spectrum of light emission had a peak wavelength of 474 nm. It is evident
that the addition of Mg leads to blue light of higher purity.

Example 2

[0073] (Ba,Mg)Al,S;:Euwasformed as in Example 1 exceptthat an EB gun was used instead of the two-point controlled
gun, and a resistive heating source containing an Eu-doped barium thioaluminate pellet and Mg was used. Four light
emitting layers were formed in which the atomic ratio Mg/(Mg+Ba) was changed from 0 to 0.1, 0.3 and 0.5. The resulting
EL devices were evaluated in terms of blue light emission.

[0074] The spectrum of light emission of the EL devices in which the atomic ratio Mg/(Mg+Ba) was 0, 0.1, 0.3 and 0.5
had a wavelength of 472 nm, 471 nm, 470 nm and 460 nm, respectively. The addition of Mg shifts the spectrum to the
shorter wavelength side. The EL device having an atomic ratio Mg/(Mg+Ba) of 0.5 produced blue light of a high purity
close to the NTSC blue.

[0075] The phosphor thin film of the invention offers a phosphor thin film material capable of emitting blue light having
a high color purity without a need for filters and a high luminance.

BENEFITS OF THE INVENTION

[0076] The invention provides a phosphor thin film eliminating a need for filters, having a satisfactory color purity and
useful as the blue color in full-color EL displays, a method for preparing the same and an EL panel.

Claims

1. A phosphor thin film formed of a matrix material comprising barium thioaluminate as a main component and having



10

15

20

25

30

35

40

45

50

55

EP 1191 081 B1

europium added thereto as a luminescent center, said matrix material further containing magnesium, wherein the
magnesium is added in such an amount as to give an atomic ratio Mg/(Ba+Mg) between 0.05 and 0.8.

A phosphor thin film as claimed in claim 1 which emits blue light having chromaticity coordinates of x<0.2andy <0.10.
An EL panel having a phosphor thin film as claimed in claim 1 or claim 2.

A method for preparing a phosphor thin film as claimed in either claim 1 or claim 2 by an evaporation process
comprising:

placing at least an aluminium sulfide source, a barium sulfide source having a luminescent center added thereto,
and a magnesium metal source in a vacuum chamber, and

evaporating aluminium sulfide, barium sulfide and magnesium metal from the respective sources and depositing
the evaporated substances on a substrate while binding the substances together, thereby forming a sulfide
phosphor thin film.

A method for preparing a phosphor thin film as claimed in either claim 1 or claim 2 by an evaporation process
comprising:

placing at least a barium thioaluminate source having a luminescent center added thereto and a magnesium
metal source in a vacuum chamber, and

evaporating barium thioaluminate and magnesium metal from the respective sources and depositing the evap-
orated substances on a substrate while binding the substances together, thereby forming a sulfide phosphor
thin film.

Patentanspriiche

1.

Phosphor- Dunnfilm, der aus einem Matrix- Material geschaffen ist, das Barium- Thioaluminate als eine Hauptkom-
ponente enthalt und das dazu hinzugefiigtes Europium als ein lumineszierendes Zentrum aufweist, wobei das Matrix-
Material in einer solchen Menge hinzugefligt ist, dass ein Atomzahlen- Verhaltnis Mg/(Ba+Mg) zwischen 0,05 und
0,8 gegeben ist.

Phosphor- Dinnfilm nach Anspruch 1, der blaues Licht mit chromatischen Koordinaten von x < 0,2 und y < 0,10
emittiert.

EL- Panel bzw. -Folie mit einem Phosphor- Diinnfilm nach Anspruch 1 oder 2.

Verfahren zur Aufbereitung eines Phosphor- Diinnfilms nach Anspruch 1 oder 2 durch einen Bedampfungs-Prozess,
der umfasst:

Plazieren mindestens einer Aluminuim- Sulfid-Quelle, einer Barium- Sulfid- Quelle, die ein dazu hinzugefiligtes
lumineszierendes Zentrum aufweist, und einer Magnesium- Metall- Quelle in einer VakuumKammer, und
Bedampfen von Aluminium- Sulfid, Barium- Sulfid und Magnesium- Metall der jeweiligen Quelle und Ablagern
der bedampften Substanzen auf einem Substrat wahrend die Sunstanzen sich miteinander verbinden, wodurch
ein Sulfid- Phosphor- Dinnfilm geschaffen wird.

Verfahren zur Aufbereitung eines Phosphor- Diinnfilms nach Anspruch 1 oder 2 durch einen Bedampfungs-Prozess,
der umfasst:

Plazieren mindestens einer Barium- Thioaluminat-Quelle, die ein dazu hinzugefligtes lumineszierendes Zentrum
aufweist, und einer Magenesium- Metall- Quelle in einer Vakuum- Kammer, und

Bedampfen von Barium- Aluminat und Magnesium- Metall der jeweiligen Quelle und Ablagern der bedampften
Substanzen auf einem Substrat wahrend die Sunstanzen sich miteinander verbinden, wodurch ein Sulfid-Phos-
phor- Dinnfilm geschaffen wird.
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Revendications

1. Couche mince de phosphore formée d’'un matériau de matrice comprenant un thioaluminate de baryum comme
composant principal et auquel est ajouté de I'europium comme centre luminescent, ledit matériau de matrice con-
tenant en outre du magnésium, dans lequel le magnésium est ajouté en une quantité telle qu’on obtient un rapport
atomique Mg/(Ba+Mg) entre 0,05 et 0,8.

2. Couche mince de phosphore selon la revendication 1, qui émet une lumiere bleue ayant des coordonnées de
chromaticité x < 0,2 ety <0,10.

3. PanneauEL (électroluminescent) ayant une couche mince de phosphore selon la revendication 1 ou la revendication
2.

4. Procédé de préparation d’'une couche mince de phosphore selon la revendication 1 ou la revendication 2 par un
procédé d’évaporation comprenant les étapes suivantes :

placer au moins une source de sulfure d’aluminium, une source de sulfure de baryum auquel est ajouté un
centre luminescent, et une source de magnésium métal dans une chambre a vide, et

évaporer le sulfure d’aluminium, le sulfure de baryum et le magnésium métal des sources respectives et déposer
les substances évaporées sur un substrat tout en liant les substances ensemble, formant ainsi une couche
mince de sulfure phosphore.

5. Procédé de préparation d’'une couche mince de phosphore selon la revendication 1 ou la revendication 2 par un
procédé d’évaporation comprenant les étapes suivantes :

placer au moins une source de thioaluminate de baryum auquel est ajouté un centre luminescent et une source
de magnésium métal dans une chambre a vide, et

évaporer le thioaluminate de baryum et le magnésium métal des sources respectives et déposer les substances
évaporées sur un substrat tout en liant les substances ensemble, formant ainsi une couche mince de sulfure
phosphore.



EP 1191 081 B1

FIG. 1

L~ 12b

(13 )/11

[ORORONOXONONONONO,

12a

INOUONNONNONANIONNNNNY

<12

L
P

10



EP 1191 081 B1

FIG. 2

e

& AONONN NN NN N
3/\////////////1/z

Cs Ly

11

ey =



EP 1191 081 B1

REFERENCES CITED IN THE DESCRIPTION

This list of references cited by the applicant is for the reader’s convenience only. It does not form part of the European
patent document. Even though great care has been taken in compiling the references, errors or omissions cannot be
excluded and the EPO disclaims all liability in this regard.

Patent documents cited in the description

« JP 7122364 A[0005] * JP 8134440 A [0005]

Non-patent literature cited in the description

e Jpn.J. Appl. Phys., 1999, vol. 38, L1291-1292[0005] «  KAWANISHI M et al. EU2+-DOPED BARIUM THIO-
ALUMINATE EL DEVICES PREPARED BY
TWO-TARGET PULSED-ELECTRON-BEAM
EVAPORATION. JOURNAL OF THE SOCIETY
FOR INFORMATION DISPLAY, 01 December 1999,
vol. 8 (3), ISSN 1071-0922, 247-251 [0006]

12



THMBW(EF)

[ i (S RIR) A ()
e (S IR) A (%)

HAT R E (TR AGE)

FRI& B A

RHA

IPCHRE
CPCH %S
i 54X

H AT SOk

S EREESE

BEG®)

B AERR | BI& 5 AMELEAR
EP1191081B1

EP2001305842
FRESF T Uk 44t
TDK#HR K &4t

IFIRE IP CORPORATION

YANO YOSHIHIKO C O TDK CORPORATION

NAGANO KATSUTO C O TDK CORPORATION

YANO, YOSHIHIKO, C/O TDK CORPORATION
NAGANO, KATSUTO, C/O TDK CORPORATION

patsnap

2009-01-14

2001-07-06

C09K11/80 HO5B33/14 HO5B33/10 C09K11/00 CO9K11/08 C09K11/64 CO9K11/77

HO05B33/14 CO9K11/7734 Y10S428/917

2000287489 2000-09-21 JP

EP1191081A3
EP1191081A2

Espacenet

AEANENREHR-—MTTZRAR[NBAMER , EATAREN
BAEFEELEELERSHFPAFES  HHlRAENELER. XLH
HRETAERM B RNBLEERIIN |, ZERMHSEFME
HRABRIMENTER S MBLTE , FMEWEN LKL, HElZ
FEMELEARE AR

FIG. 1

16a



https://share-analytics.zhihuiya.com/view/4d7c3cfa-7983-474f-ac33-fd40e9eb4aaa
https://worldwide.espacenet.com/patent/search/family/018771221/publication/EP1191081B1?q=EP1191081B1

