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(57) ABSTRACT 

An organic electroluminescent device comprises an elec 
troluminescent unit having an organic layer Structure pro 
Vided between a pair of electrodes and capable of emitting 
light on application of a Voltage thereto. The electrolumi 
neScent unit is covered with a protective double layer made 
of an organic barrier layer and an inorganic barrier layer 
formed on the unit in this order. 

12 Claims, 2 Drawing Sheets 
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ORGANIC ELECTROLUMNESCENT 
DEVICE HAVING A PROTECTIVE 

COVERING COMPRISING ORGANIC AND 
NORGANIC LAYERS 

BACKGROUND OF THE INVENTION 

1. Field of the Invention 
This invention relates to an electroluminescent device 

which has utility in various types of display devices, and 
more particularly, to an organic electroluminescent device 
which works at low drive Voltage and has a high luminance 
and good Stability. 

2. Description of the Prior Art 
Electroluminescent devices are Self-luminescent in 

nature, and are thus brighter than liquid crystal devices, 
ensuring a clear display. Accordingly, research works have 
long Studied Such devices. Existing electroluminescent 
devices, which arrive at a level in practical use, are those 
which make use of inorganic materials Such as ZnS. 
However, Such inorganic electroluminescent devices are not 
in wide use because their drive Voltage for light emission is 
as high as 200 V or over. 
On the contrary, organic electroluminescent devices, 

which utilize light-emitting organic materials, have Still 
been far from the practical level. In 1987, C. W. Tang et al 
of Eastman Kodak Co., Ltd. developed a built-up structure 
device, with a drastic advance in characteristic performance. 
More particularly, the device has a built-up structure which 
includes a fluorescent body having a stable deposited film 
and capable of transporting electrons, and an organic film 
capable of transporting holes. The carrier from the both are 
charged into the fluorescent body, with a Success in light 
emission. This organic electroluminescent device has a 
much improved luminescent efficiency, and is capable of 
emission at 1000 cd/m or more on application of a voltage 
of 10 V or below. Thereafter, many researchers have made 
Studies on the improvements of characteristics. At present, a 
light-emitting characteristic of 10,000 cd/m’ or over is 
obtained. 
The fundamental light-emitting characteristic of the 

organic device has been within a Satisfactory Serviceable 
range, but the most Serious problem, which should be 
overcome in order to realize the practical use of the organic 
device, resides in the Shortage of Stability. More particularly, 
the organic electroluminescent device is disadvantageous in 
that its emission luminance lowers, and a non-light-emitting 
region, usually called “dark Spot', appears, with their area 
being enlarged from the Spot or spots. 

The dark Spot is caused and facilitated to develop in the 
device by the presence of moisture entering from defective 
portions thereof. In order to Suppress moisture from 
entering, there has been proposed the provision of a Sealing 
layer covering the device therewith (Japanese Laid-open 
Patent Application Nos. 4-267097 and 7-1928.66). In the 
Japanese Laid-open Patent Application No. 4-267097, a first 
film is formed according to a vapor phase method, Such as 
a vacuum deposition technique, on which a photo-curable 
resin is coated and cured in Situ to form a Second layer, 
thereby forming a built-up protective Structure. It is Stated 
that when the protective Structure is formed in this way, 
damages, which are caused at the time of the formation of 
the Second layer, can be mitigated. It is also Stated in this 
publication that this structure is effective in Suppressing 
degradation of an emission intensity. The Sealing, protective 
layer disclosed in the Japanese Laid-open Patent Application 
No. 7-192866 is one which is made of a mixture of an 
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2 
organic component as used in an organic compound layer in 
an electroluminescent device and an inorganic oxide. It is Set 
out that this layer is able to Suppress the occurrence of dark 
spot. However, in either case, it is not always Satisfactory 
with respect to the enlargement of a dark spot. This presents 
a Serious problem when the organic electroluminescent 
device is in Service. 

SUMMARY OF THE INVENTION 

It is an object of the invention to provide an organic 
electroluminescent device which works at a low drive 
Voltage, and exhibits a high luminance with good Stability, 
and which can overcome the problems involved in the prior 
art devices. 

It is another object of the invention to provide an organic 
electroluminescent device which can well prevent occur 
rence of a non-light-emitting region called dark Spot and, if 
present, can Suppress the dark Spot from enlarging. 
The above objects can be attained, according to the 

present invention, by an electroluminescent device which 
comprises an electroluminescent unit including a pair of 
electrodes and an organic layer Structure provided between 
the pair of electrodes and capable of emitting light on 
application of a Voltage thereto Via the pair of electrodes, 
and a protective layer for covering the electroluminescent 
unit there with, wherein the protective layer includes an 
organic barrier layer formed over the electroluminescent 
unit and an inorganic barrier layer and formed on the organic 
barrier layer. 

The unit in whole is preferably covered with the protec 
tive layer, and if the unit is formed on a Substrate Such as 
glass, it is covered with the protective layer at exposed 
portions thereof, which are not in contact with the Substrate. 

BRIEF DESCRIPTION OF THE DRAWINGS 

FIG. 1 is a schematic sectional view of an electrolumi 
neScent device according to the invention; 

FIG. 2 is a Schematic Sectional view showing a device 
according to another embodiment of the invention; 

FIG. 3 is a graph showing the relation between the 
average diameter of dark spots and the time, comparing an 
electroluminescent device of the invention with other types 
of devices, and 

FIG. 4 is a graph showing the relation between the 
average diameter of dark spots and the thickness of an 
organic layer when an electroluminescent device of the 
invention is allowed to stand under conditions of 40 C. and 
90% R.H. (relative humidity) over 100 hours. 

DETAILED DESCRIPTION OF THE 
PREFERRED EMBODIMENTS 

The electroluminescent device of the invention is 
described with reference to the accompanying drawings, 
particularly, to FIG. 1. In FIG. 1, there is shown an organic 
electroluminescent device D which includes an electrolumi 
nescent unit U. The unit U has an anode 10, a hole transport 
layer 12, a light-emitting layer 14, an electron transport layer 
16, and a cathode 18 arranged in this order as shown. The 
unit U is further covered with a protective layer P. The 
protective layer P has an organic barrier layer 20 and an 
inorganic barrier layer 22. In FIG. 1, although the unit U 
covered with the protective layer P is Supported on a 
substrate 24, the unit U maybe fully covered with the 
protective layer P without use of any substrate. Preferably, 
the unit U is placed on the substrate 24 which is optically 
transparent. 
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Fabrication the device D is described. 

The anode 10 is first formed usually on an optically 
transparent, insulating Substrate made, for example, of glass 
or an optically transparent plastic material Such as 
polyesters, polyethylene terephthalate, polyester Sulfones or 
the like. Preferably, the anode 10 is made, for example, of a 
conductive transparent material, Such as indium tin oxide 
(ITO), zinc aluminium oxide, CdSnO or the like, to 
provide an optically transparent electrode, or a conductive 
Semi-transparent material, Such as gold or platinum, to 
provide an optically Semi-transparent electrode. A film of the 
above-mentioned material is formed on the substrate by 
Vacuum deposition or Sputtering, thereby forming an opti 
cally transparent or Semi-transparent film as the anode 10. 
This anode 10 is usually formed in a thickness of 0.02 to 0.2 
plm. 

Subsequently, the hole transport layer 12 is formed on the 
anode 10. The hole transport material used preferably has 
good Stability against Oxidation and high mobility of holes, 
is capable of forming a pinhole-free thin film, and is 
transparent with respect to the fluorescence emitted from the 
emission layer 14. Typical and preferred materials, which 
meet the above requirements, triphenylamine derivatives 
Such as 1,1-bis(4-di-p-tolylaminophenyl)cyclohexane, N,N'- 
diphenyl-N,N'-bis(3-methylphenyl)-1,1'-biphenyl-4,4'- 
diamine, N,N'-diphenyl-N,N'-bis(p-tolyl)-1,1'-biphenyl-4, 
4'-diamine, N.N,N',N'-tetra(p-tolyl)-4,4'-diaminobiphenyl, 
N,N'-bis(4'-diphenylamino)-4-(biphenylyl)-aniline, N,N'- 
bis(4-diphenylamino-4-biphenyl)-N,N'-diphenylbenzidine, 
and the like. Of course, other types of materials, which are 
ordinarily used for this purpose, may also be used including 
phthalocyanine derivatives, hydraZone derivatives, Stilbene 
deriatives, oxazole derivatives, triazole derivatives, imida 
Zole derivatives, and polymers having hole transportability 
Such S polyvinyl carbazole, 
polyvinylparaphenylenevinylidene, and the like. 

The hole transport layer 12 is formed on the anode 10 by 
Vacuum deposition by resistance heating. To this end, the 
above-mentioned materials may be formed as a Single layer 
or a built-up layer of two or more films. 

Alternatively, if a hole transport material is used after 
dispersion in a polymer Such as polycarbonate, Such a 
dispersion may be formed on the anode by Spin coating or 
casting. In this case, the hole transport material should 
preferably be present in the dispersion in amounts not leSS 
than 10 wt % based on the dispersion in order to ensure good 
transportability of the layer. Still alternatively, if a polymer 
having hole transportability is used, the polymer is dissolved 
in an appropriate Solvent therefor Such as chloroform, an 
aromatic compound Such as toluene, or the like, and is spin 
coated. In either case, the hole transport layer 12 may be 
made of a Single film or a built-up film having a thickneSS 
of 0.005 um or above, preferably from 0.05 to 1 lum. 

The light-emitting layer 14 is then formed on the hole 
transport layer 12. The layer 14 should be made of an 
organic Substance capable of emitting fluorescence having a 
high fluorescent intensity in a visible light range and also 
capable of forming a thin film. A number of Such Substances 
are known in the art, including quinolinol complexes. Such as 
tris(8-quinolinol) aluminium, 8-quinolinol lithium, tris(5,7- 
dichloro-8-quinolinol) aluminium, bis(8-quinolinol) Zinc 
and the like, oxazole complexes Such as 1,2-bis(5-methyl 
2-benzoxazolyl)ethylene, 2,5-bis(5-tert-butyl-2- 
benzoxazolyl)thiophene, 2-(4-biphenylyl)-5- 
phenylbenzoxazole and the like, distyrylbenzene derivatives 
Such as 1,4-bis(p-dimethylaminostyryl)benzene, 1,4-bis(2- 
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naphthyl)styrylbenzene and the like, butadiene derivatives 
Such as 1,4-diphenylbutadiene, 1,1,4,4-tetraphenylbutadiene 
and the like, and condensed ring compounds Such as 
perylene, coronene, 9,10-diphenylanthracene and the like. 
These Substances may be used Singly or in combination. In 
order to appropriately control the wavelength of light emis 
Sion and to improve an emission efficiency, two or more 
Substances are preferably used. In this case, two or more 
Substances may be mixed to form a single layer, or may be, 
respectively, formed as Separate layers to form a built-up 
layer as is known in the art. 
The emission layer 14 is usually formed by vacuum 

deposition by resistance heating or by other known proce 
dures. If Such an organic Substance as mentioned above is 
dispersed in a polymer as used in the formation of the layer 
12, the resultant dispersion may be Subjected to Spin coating 
or casting to form a film. In the case, the Substance should 
be present in amounts not less than 0.01 wt % based on the 
dispersion. Moreover, if a polymer, Such as poly-p- 
phenylenevinylene, capable for emitting intense fluores 
cence is used, the polymer may be dissolved in an appro 
priate Solvent therefor, Such as toluene or Xylene, and 
spin-coated on the layer 12. This emission layer 14 is 
generally formed in the thickness of 0.03 to 0.5 um. 

Thereafter, the electron transport layer 16 is formed on the 
layer 14. The electron transport layer 16 should be made of 
a material having great mobility of electrons and capable of 
forming a pinhole-free thin film. The materials meeting this 
requirement include, for example, benzoquinolinol com 
plexes as bis(10-benzohlquinolinol)beryllium, oxazole 
complexes as 2(4-biphenylyl)-5-(4-tert-butylphenyl)-1,3,4- 
oxadiazole. 

This layer 16 is also formed by vacuum deposition by 
resistance heating, or by Spin coating or casting after dis 
persion in polymers as in the case of forming the layer 12. 
If a polymer having electron transportability is used, Such a 
polymer may be formed by Spin coating. 
The electron transport layer 16 is preferably formed in a 

thickness of 0.005 to 1 um. 
Although not particularly shown in FIG. 1, the light 

emitting layer may he so arranged as to Serve also as a hole 
transport layer or as an electron transport layer. In this 
arrangement, the electroluminescent unit U includes a light 
emitting layer Serving also as a hole transport layer and the 
electron transport layer, or the hole transport layer and a 
light-emitting layer Serving also as an electron transport 
layer. More particularly, if a material for the emission layer 
has god electron transportability like tris(8-quinolinol) 
aluminium, an electron transport layer may not always be 
necessary. Likewise, if a material for the emission layer has 
good hole transportability, a hole transport layer may be 
unnecessary. In this case, the unit U has Such a structure 
arrangement of electrode/hole transport layer/electron 
transporting emission layer/electrode, or electrode/hole 
transporting emission layer/electron transport layer/ 
electrode. Moreover, the emission layer Serving also as a 
hole or electron transport layer may be formed of a uniform 
dispersion composition which comprises both a material for 
the emission layer and a material for the hole or electron 
transport layer. In the case, a mixing ratio between the 
emission layer material and the hole or electron transport 
material is preferably about 1:1 on the weight basis. In either 
case, the thickness of the emission layer is preferably in the 
range of 0.005 to 1 um. 

Thereafter, the cathode 18 is formed on an organic layer 
Structure. More particularly, the organic layer Structure is 
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composed of a three-layered Structure including the hole 
transport layer 12, the light-emitting or emission layer 14 
and the electron transport layer 16, or a two-layered Struc 
ture including either the emission layer Serving also as the 
hole transport layer and the electron transport layer, or the 
hole transport layer and the emission layer Serving also as 
the electron transport layer. 

The cathode 18 should charge electrons into the organic 
layer Structure and should have good environmental Stabil 
ity. The metals or alloys meeting the above requirement 
include, for example, metals. Such as Al, Mg, In, Sn, Zn, Ag 
and the like, alloys Such as Al and Li alloys, Mg and Ag 
alloys, Ag and Li alloys and the like. 
The cathode 18 is formed on the layer structure by 

resistance heating when using a metal. On the other hand, 
when an alloy is used, the cathode is formed according to a 
co-deposition method wherein two types of metals are 
discharged and deposited from Separate evaporation Sources 
by resistance heating under a reduced pressure in the order 
of magnitude of 10 Torr. or below. The atomic ratio 
between the metals in the alloy can be determined by 
controlling the deposition rates of the respective metals. The 
thickness of the deposited film is determined by monitoring 
with a thickneSS gage using a crystal oscillator, and is 
usually in the range of 0.05 to 1 lum. As a matter of course, 
the alloy, which has been prepared at a predetermined 
atomic ratio, may be used for this purpose. Moreover, the 
anode may be formed not only by resistance heating, but 
also by an electron beam deposition technique or by Sput 
tering. 

In this way, the electroluminescent unit U, which is 
composed of the organic layer Structure Sandwiched 
between a pair of electrodes, i.e. the anode and the cathode, 
can be formed on the Substrate 24. 

Usually, the organic layer Structure is So arranged as to 
emit light on application of a Voltage of 3 V or over thereto. 

The electroluminescent unit Uper Se is known in the art, 
and the present invention is characterized by the improve 
ment which comprises a protective or Sealing layer covering 
the electroluminescent unit U therewith. More particularly, 
when the cathode 18 is formed in a manner as described 
above, it is inevitable that some pinholes or defects be 
formed during the course of the formation of the cathode 18, 
through which moisture in air is adsorbed on the organic 
layer Structure. This will cause the emission luminance from 
the organic layer Structure to lower, and also dark spots to be 
developed and enlarged. 

In the practice of the invention, a protective or Sealing 
layer P is formed to cover the unit Utherewith as shown in 
FIG.1. The protective layer P includes two layers including 
an organic barrier layer 20 covering defects or pinholes 
inevitably formed particularly in the uppermost cathode 
layer 18, and an inorganic barrier layer 22. It will be noted 
that defects are mainly caused by foreign matter inevitably 
deposited on the electroluminescent unit U during the course 
of the fabrication thereof under very severely controlled 
conditions. 

The organic barrier layer 20, which exhibits good affinity 
for the metal or alloy cathode, coverS defects in the elec 
troluminescent unit Uthere with and makes a Smooth Surface 
on the relatively irregular surface of the cathode 18. Then, 
the inorganic barrier layer 22 is formed on the Smooth 
Surface of the organic barrier layer 20, thus ensuring the 
formation of the layer 22, which is substantially defect-free 
and dense. The thus formed double-layer Structure can 
remarkably contribute to moisture proofing. 
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6 
The organic barrier layer 20 may be formed from several 

types of Starting materials. Such starting materials include 
photocurable monomers or oligomers to provide a cured 
organic layer, thermoplastic resins, and materials having a 
glass transition point, e.g. polymers or low molecular weight 
materials 

When the organic barrier layer 20 is made of a cured resin, 
the cured resin should preferably be resistant to moisture to 
an extent. The Starting photocurable monomers or oligomers 
used for this purpose should preferably have low volatility 
and high melting points. Examples of Such monomers 
include trimethylol acrylates Such as trimethylolpropane 
triacrylate, ditrimethylolpropane tetraacrylate and the like, 
long-chain acrylates Such as 1,6-hexanediol diacrylate, 1,6- 
hexanediol dimethacrylate and the like, and cyclohexyl 
acrylates Such as dicyclopentenyloxyethyl acrylate, dicyclo 
pentenyloxy acrylate, cyclohexyl methacrylate and the like. 
Examples of the photocurable oligomers include acrylate 
oligomers, epoxy acrylate oligomers, urethane acrylate 
oligomers, ether acrylate oligomers, and the like. For the 
photocuring, photoinitiators are used including those ordi 
narily used for this purpose. Examples of the photoinitiators 
include benzoin ethers, benzophenones, acetophenones, ket 
als and the like. BenZophenone and benzyldimethyl ketal are 
preferred. 
The monomer or oligomer is applied to the anode layer 18 

by Spin coating, casting or vacuum deposition. Where spin 
coating or casting is used, attention should be paid to the fact 
that if Solvents of the type, which can attack the electrolu 
minescent unit U by impregnation through defects of the 
anode 18 into the organic layer Structure, are used, the unit 
would not work properly, leading to no emission of light in 
the worst case. 
On the other hand, if a vapor phase deposition method, 

Such as vacuum deposition, is used, the organic barrier layer 
can be formed Subsequently to the formation of the anode 18 
while keeping an atmosphere under reduced pressure. This 
is advantageous in that moisture in air can be prevented from 
deposition on the Surface of the unit U. 
The thus applied monomer or oligomer is cured by 

application of actinic light, Such as UV light, by a usual 
C. 

The use of a photocurable monomer or oligomer is also 
advantageous in that heat is not applied to at all, , and thus, 
the unit U is not thermally damaged. 
The use of the cured organic layer is described above. The 

organic layer 18 may be formed of a thermoplastic resin or 
a film-forming material having a glass transition point. The 
use of a thermoplastic resin or a film-forming material 
having a glass transition point has the advantage that when 
the resin or material is formed as a layer and Subsequently 
applied with heat to a Softening temperature or a glass 
transition point, the resin or material layer is Softened and 
can fill fine defects in the cathode therewith. 

Examples of the material having a glass transition point 
include 1,1-bis(4-di-p-tolylamino phenyl)-4- 
phenyl cyclohe Xane (TPAC), 1,4-bis(p- 
dimethylaminostyryl)benzene and the like. Likewise, 
examples of the thermoplastic resin include polyethylene, 
polymethyl methacrylate, polyethylene terephthalate and the 
like. These materials or polymerS may he applied onto the 
unit U in the same manner as described with respect to the 
cured resin. 
Where these materials or polymers are used, a once 

formed layer is preferably Subjected to thermal treatment at 
a temperatures close to the glass transition temperature for 
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the material, or at which the polymer used is softened. The 
thermal treatment is effective in further improving affinity 
for the unit U or the coverage or filling of defects, along with 
Some possible defects of the organic barrier layer 20 being 
repaired. Thus, the thermal treatment is effective in Sup 
pressing dark Spots from enlarging. It will be noted that 
where the organic barrier layer 20 is thermally treated, the 
type of material for the layer 20 should be preferably so 
Selected that the thermal treating temperature is lower than 
glass transition points of the constituent materials for the 
organic layer Structure of the electroluminescent unit U. The 
organic barrier layer 20 should preferably be form in a 
thickness of 0.5 um or over in order to ensure good coverage 
of the unit U and to effectively intercept moisture therewith. 
The inorganic barrier layer 22 should be made of 

materials, which exhibit low moisture permeability and are 
Stable against moisture. Examples of the material include 
oxides such as SiO, SiO, GeO, Al-O and the like, nitrides 
Such as TiN, SiN and the like, and metals Such as Al, Ag, 
Au, Pt, Ni and the like. For the film formation, these 
materials are Subjected to a vapor phase technique Such as 
Vacuum deposition, Sputtering and the like under conditions 
ordinarily used for these oxides, nitrides or metals. Using the 
Vapor phase technique, there can be formed a dense film 
without establishing any Space relative to the organic barrier 
layer 20. This ensures better barrier properties against mois 
ture. The thickness of the inorganic barrier layer 22 is 
usually in the range of 0.1 to 2 um. 

It will be noted that in FIG. 1, the inorganic barrier layer 
22 is depicted as not covering at lower end faces of the 
organic barrier layer 20, but if no problem is involved in 
wirings for the transparent electrode, it is preferred to cover 
the end faces with the barrier layer 22. 

These barrier layers 20, 22 may be successively formed 
after the formation of the electroluminescent unit U while 
keeping reduced preSSure conditions, under which the unit is 
fabricated, as they are. In this case, the unit U is not exposed 
to air So that moisture in air can be prevented from adsorp 
tion thereon. This is effective in preventing dark Spots from 
being formed or enlarged due to the presence of moisture 
when the device is under working conditions. 

FIG. 2 shows another embodiment of the invention, in 
which like reference numerals indicate like parts or mem 
bers. In the figure, an electroluminescent device D includes 
an electroluminescent unit U covered with a protective layer 
Phaving an organic barrier layer 20 and an inorganic barrier 
layer 22 as shown. The protective layer P can be formed very 
thin. Accordingly, the device D formed with the protective 
layer P may be further attached with a member or film 
having low moisture permeability. Such a meXnber is, for 
example, a glass Substrate or a low moisture-permeable film 
Such as of polyethylene or polymethyl methacrylate. For the 
attachment, an epoxy resin adhesive is conveniently used. In 
the figure, a member 30, which is So shaped as not to directly 
contact with the device D, is provided to cover the device D 
and bonded to the substrate 24 by means of an adhesive 30 
Such as an epoxy resin. If a film or a flat Substrate is used, 
the adhesive is applied to the entire Surface thereof, to which 
the device D is bonded. 

The invention is described in more detail by way of 
examples, in which N,N'-bis(p-t-butylphenyl)-N,N'- 
diphenylbenzidine) was used as a hole transport material, 
tris(8-hydroxyquinolinol)aluminium (Ald) as an electron 
transport material, and an AlIli alloy having an atomic ratio 
between Al and Li of 100:1 as a cathode. Moreover, the 
electroluminescent unit was formed in the order of anode, 
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8 
hole transport layer, electron-transporting emission layer 
and cathode. The examples should not be construed as 
limiting the invention thereto. 

EXAMPLE 1. 

A transparent glass Substrate, on which an indium tin 
oxide (ITO) film had been preliminarily formed as an anode, 
was washed well with pure water, and Set in a vacuum 
chamber, followed by continuously forming a 50 nm thick 
hole transport layer, a 50 nm thick electron-transporting, 
emission layer, and a 150 nm thick cathode while keeping 
reduced pressure conditions at 5x10° Torr, thereby obtain 
ing an electroluminescent unit. 

This unit was removed from the chamber, and coated 
thereover with a UV-curable monomer without use of any 
Solvent according to a Spin coating method and irradiated 
with UV light for 1 minute to form a 50 um thick cured resin 
barrier layer. The thus formed unit was again Set in the 
Vacuum chamber, and was vacuum deposited with Silver in 
a thickness of 150 nm to form a silver barrier layer on the 
cured resin barrier layer. 

For comparison, three electroluminescent units were, 
respectively, made in the same manner as described above. 
One of the units was formed with no protective layer to 
provide an electroluminescent device, another unit was 
formed only with such a cured resin layer without formation 
of any Agbarrier layer, and the other unit was formed only 
with the Agbarrier layer. These devices were assessed along 
with the device of the invention. 

More particularly, each device was placed under condi 
tions of 40° C. and 90% R. H., over 100 hours. The average 
value of diameters of dark spots in the respective devices in 
relation to the variation in time is shown in FIG. 3. It will be 
noted that the respective devices had 15 dark spots/mm on 
average with an average diameter of 15 lum. 
AS will be apparent from the figure, the non-protected 

device had an average diameter as large as 621 um. The 
device protected with the protective layer according to the 
invention had an average diameter as Small as 27 um after 
100 hours. The comparison between the device of the 
invention and the device having only the cured resin layer or 
the Ag layer reveals that the device of the invention is far 
Superior in Storage Stability to those devices. 

EXAMPLE 2 

The electroluminescent unit was made in the Same man 
ner as in Example 1. Subsequently, 1,1-bis(4-di-p- 
tolylaminophenyl)-4-phenyl-cyclohexane (TPAC) was 
Vacuum deposited on the anode layer in a thickness of 0.5 
tim as the organic barrier layer, followed by thermal treat 
ment at its glass transition temperature of 75 C. for 30 
minutes. Thereafter, aluminium was vacuum deposited on 
the organic barrier layer in a thickness of 150 nm. 
The resultant device was placed under conditions of 40 

C. and 90%. R. H. over 100 hours, revealing that an average 
diameter of dark spots was 25um. Little change was found 
on the device when visually observed. Thus, it was found 
that the device having the protective layer according to the 
invention was appreciably improved in Storage Stability. 

EXAMPLE 3 

The electroluminescent unit was made in the Same man 
ner as in Example 1. Subsequently, TPAC was vacuum 
deposited on the anode layer in different thicknesses of 0.2 
tim, 0.5 tim, 1 um and 2 um, followed by thermal treatment 
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at 75 C., which was a glass transition point of TPAC. 
Aluminium was further vacuum deposited over the each of 
the TPAC layer in a thickness of 150 nm. 

The devices were, respectively, placed under conditions 
of 40° C. and 90%. R.H. over 100 hours. The results are 
shown in FIG. 4, wherein an average value of diameters of 
dark Spots were plotted against the thickness of the organic 
barrier layer. AS will be apparent from the figure, the Sealing 
effect is significant when the layer thickness is 0.5 or over. 

EXAMPLE 4 

In the same manner as in Example 1, the electrolumines 
cent device was made except that the Agbarrier layer was 
not formed. This device was Set in a vacuum chamber, and 
Silicon dioxide (SiO2) was vacuum deposited on the cured 
resin layer as an inorganic barrier layer. 

The resultant device was placed under conditions of 40 
C. 90% R.H. over 100 hours, revealing that an average 
diameter of dark spots was around 18 um and little variation 
was visually observed. Thus, it was found that the device 
having the protective layer of the invention was remarkably 
improved in Storage Stability. 

EXAMPLE 5 

A device of the type shown in FIG. 2 was fabricated. The 
electroluminescent unit U was made in the Same manner as 
in Example 1, followed by vacuum depositing TPAC in a 
thickness of 2 mm, thermal treating the resulting TPAC layer 
at 75 C. to form an organic barrier layer on the anode layer, 
and vacuum depositing Al in a thickness of 150 nm to form 
an inorganic barrier layer while keeping reduced pressure 
conditions used to make the unit U. 

Thereafter, the resultant device was removed from the 
Vacuum chamber, and a glass plate of an inverted U shape, 
as shown in FIG. 2, was bonded to the glass substrate of the 
device in an atmosphere of nitrogen So that the glass plate 
was not in contact with the device. 

For comparison, the above procedure was repeated with 
out use of any protective layer, but covered with the glass 
plate. 
Two types of devices were, respectively, placed under 

conditions of 40° C. and 90% R.H. over 1000 hours, 
revealing that an average diameter of dark Spots was 23 um 
for the device of the invention and 105 um for the device for 
comparison. Thus, the use of the protective layer according 
to the invention contributes greatly to an improvement in 
Storage Stability. 
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What is claimed is: 
1. In an organic electroluminescent device comprising an 

electroluminescent unit including a pair of electrodes and an 
organic layer Structure provided between the pair of elec 
trodes and capable of emitting light on application of a 
Voltage thereto Via the pair of electrodes, and a dual layer 
protective covering formed on Said electrolumescent unit, 
wherein Said dual layer consists of a Single organic barrier 
layer covering and in contact with Said electroluminescent 
unit and a Single inorganic barrier layer formed on Said 
organic barrier layer. 

2. An organic electroluminescent device according to 
claim 1, further comprising a Substrate on which Said 
electroluminescent unit is formed. 

3. An organic electroluminescent device according to 
claim 1, wherein Said organic barrier layer is made of a 
photocured resin. 

4. An organic electroluminescent device according to 
claim 1, wherein Said organic barrier layer is made of a 
material having a glass transition point, and is thermally 
treated at or near the glass transition point. 

5. An organic electroluminescent device according to 
claim 1, wherein Said organic barrier layer is made of a 
thermoplastic resin, and is thermally treated at or near a 
Softening temperature of the resin. 

6. An organic electroluminescent device according to 
claim 1, wherein Said organic barrier layer is formed by a 
Vapor phase technique. 

7. An organic electroluminescent device according to 
claim 1, wherein Said organic barrier layer has a thickness of 
0.5 um or over. 

8. An organic electroluminescent device according to 
claim 1, wherein Said inorganic barrier layer is made of a 
member Selected from the group consisting of oxides and 
nitrides. 

9. An organic electroluminescent device according to 
claim 1, wherein Said inorganic barrier layer is made of a 
metal. 

10. An organic electroluminescent device according to 
claim 1, wherein Said inorganic barrier layer is formed 
according to a vapor phase technique. 

11. An organic electroluminescent device according to 
claim 1, further comprising a low moisture-permeable Sub 
strate or film bonded to said device. 

12. An organic electroluminescent device according to 
claim 11, wherein Said Substrate is bonded to Said device So 
that Said Substrate is not in contact with Said electrolumi 
neScent unit. 
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