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(57) ABSTRACT

Provided are a novel aromatic amine derivative having a
specific structure and an organic electroluminescence device
in which an organic thin layer comprising a single layer or
plural layers including a light emitting layer is interposed
between a cathode and an anode, wherein at least one layer
of the above organic thin layer contains the aromatic amine
derivative described above in the form of a single compo-
nent or a mixed component. Thus, the organic electrolumi-
nescence device is less liable to be crystallized in molecules,
improved in a yield in producing the organic electrolumi-
nescence device and extended in a lifetime.
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AROMATIC AMINE DERIVATIVE AND
ELECTROLUMINESCENCE DEVICE USING
THE SAME

CROSS-REFERENCE TO RELATED
APPLICATIONS

[0001] The present application is a continuation U.S.
application Ser. No. 15/635,561 filed Jun. 28, 2017, which is
allowed and is a continuation of U.S. application Ser. No.
15/234,211 filed Aug. 11, 2016, which is allowed and which
is a continuation application of U.S. Ser. No. 14/838,414
filed Aug. 28, 2015, now U.S. Pat. No. 9,444,053, which is
a continuation of U.S. patent application Ser. No. 14/093,
892 filed Dec. 2, 2013, now U.S. Pat. No. 9,159,931, which
is a continuation of U.S. patent application Ser. No. 13/360,
513 filed Jan. 27, 2012, now U.S. Pat. No. 8,623,522, which
is a continuation-in-part of U.S. patent application Ser. No.
11/696,514, filed on Apr. 4, 2007, now U.S. Pat. No.
8,129,038, which claims priority to Japanese patent appli-
cation JP 2006-121672, filed on Apr. 26, 2006.

BACKGROUND OF THE INVENTION

[0002] The present invention relates to an aromatic amine
derivative and an organic electroluminescence (EL) device
obtained by using the same, more specifically to an organic
EL device in which use of an aromatic amine derivative
having a specific substituent for a hole transporting layer
inhibits molecules from being crystallized to enhance a yield
in producing the organic EL device and improves a lifetime
of the organic EL. device and an aromatic amine derivative
which materializes it.

RELATED ART

[0003] An organic EL device is a spontaneous light emit-
ting device making use of the principle that a fluorescent
substance emits light by recombination energy of holes
injected from an anode and electrons injected from a cathode
by applying an electric field. Since organic EL device of a
laminate type driven at a low voltage was reported by C. W.
Tang et al. of Eastman Kodak Company (C. W. Tang and S.
A. Vanslyke, Applied Physics Letters, Vol. 51, p. 913, 1987),
researches on organic EL devices comprising organic mate-
rials as structural materials have actively been carried out.
Tang et al. use tris(8-quinolinolato)aluminum for the light
emitting layer and a triphenyldiamine derivative for the hole
transporting layer. The advantages of a laminate structure
include an elevation in an efficiency of injecting holes into
a light emitting layer, a rise in a production efficiency of
excitons produced by blocking electrons injected from a
cathode to recombine them and shutting up of excitons
produced in a light emitting layer. As shown in the above
example, a two-layer type comprising a hole transporting
(injecting) layer and an electron transporting and light
emitting layer and a three-layered type comprising a hole
transporting (injecting) layer, a light emitting layer and an
electron transporting (injecting) layer are well known as the
device structures of an organic EL device. In such laminate
type structural devices, device structures and forming meth-
ods are studied in order to enhance a recombination effi-
ciency of holes and electrons injected.

[0004] Usually, when an organic EL device is operated and
stored under high temperature environment, brought about
are adverse effects such as a change in a color of emitted
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light, a reduction in a current efficiency, a rise in an operating
voltage and a reduction in an emission lifetime. A glass
transition temperature (Tg) of a hole transporting material
has to be raised in order to prevent the above matters.
Accordingly, the hole transporting material has to have a lot
of aromatic groups in a molecule (for example, aromatic
diamine derivatives described in Patent document 1 and
aromatic fused ring diamine derivatives described in Patent
document 2), and usually, structures having 8 to 12 benzene
rings are preferably used.

[0005] However, if they have a lot of aromatic groups in
a molecule, crystallization is liable to be caused in forming
a thin film using the above hole transporting materials to
produce an organic EL device, and problems that an outlet
of a crucible used for vapor deposition is clogged and that
defects of a thin film originating in crystallization are caused
to bring about a reduction in a yield of an organic EL device
have been brought about. Further, compounds having a lot
of aromatic groups in a molecule have usually a high glass
transition temperature (Tg) but have a high sublimation
temperature, and it is considered that the phenomena that
decomposition is caused in vapor deposition and that a
deposited film is unevenly formed are brought about, so that
the problem that the lifetime is short has been involved
therein.

[0006] On the other hand, a publicly known document in
which asymmetric aromatic amine derivatives are disclosed
is available. For example, aromatic amine derivatives having
an asymmetric structure are described in Patent document 3,
but no specific examples are found therein, and the charac-
teristics of the asymmetric compounds are not described
therein at all. Further, the examples of asymmetric aromatic
amine derivatives having phenanthrene are described in
Patent document 4, but they are handled on the same basis
as symmetric compounds, and the characteristics of the
asymmetric compounds are not described therein at all.
Also, a specific synthetic process is required for the asym-
metric compounds, but descriptions on the production pro-
cesses of the asymmetric compounds are not clearly shown
in the above patents. Further, a production process of
aromatic amine derivatives having an asymmetric structure
is described in Patent document 5, but the characteristics of
the asymmetric compound are not described therein. Ther-
mally stable asymmetric compounds having a high glass
transition temperature are described in Patent document 6,
but only examples of compounds having carbazole are
shown.

[0007] Further, compounds having dibenzofuran are
reported in Patent documents 7 to 13, but they assume a
structure in which diamine compounds have dibenzofuran in
a central skeleton thereof. Compounds having dibenzofuran
at a terminal are reported in Patent documents 14 to 15, but
they are monoamine compounds. Only specific examples are
shown in Patent documents 8 to 12. Actual examples are
described in Patent documents 7 and 14, but they are used
only as photoconductors. An organic EL device is described
in Patent document 13, but it does not have satisfactory
performances.

[0008] As described above, organic EL devices having a
long lifetime are reported, but they are not necessarily
satisfactory. Accordingly, organic EL devices having more
excellent performances are strongly required to be devel-
oped.
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[0009] Patent document 1: U.S. Pat. No. 4,720,432
[0010] Patent document 2: U.S. Pat. No. 5,061,569
[0011] Patent document 3: Japanese Patent Application

Laid-Open No. 48656/1996

[0012] Patent document 4: Japanese Patent Application
Laid-Open No. 135261/1999

[0013] Patent document 5: Japanese Patent Application
Laid-Open No. 171366/2003

[0014] Patent document 6: U.S. Pat. No. 6,242,115

[0015] Patent document 7: Japanese Patent No. 2501198
[0016] Patent document 8: Japanese Patent No. 2879370
[0017] Patent document 9: Japanese Patent No. 3508984
[0018] Patent document 10: Japanese Patent Application

Laid-Open No. 34957/1993

[0019] Patent document 11: Japanese Patent Application
Laid-Open No. 287408/1995

[0020] Patent document 12: Japanese Patent No. 3114445

[0021] Patent document 13: Japanese Patent Application
Laid-Open No. 112765/2005

[0022] Patent document 14: Japanese Patent No. 3248627

[0023] Patent document 15: Japanese Patent Application
Laid-Open No. 288462/2001

DISCLOSURE OF THE INVENTION

[0024] The present invention has been made in order to
solve the problems described above, and an object thereof is
to provide an organic EL device in which molecules are less
liable to be crystallized and which is improved in a yield in
producing the organic EL device and has a long lifetime and
an aromatic amine derivative which materializes it.

[0025] Intensive researches repeated by the present inven-
tors in order to achieve the object described above have
resulted in finding that the above object can be achieved by
using a novel aromatic amine derivative having a specific
substituent represented by the following Formula (1) as a
material for an organic EL device and using it particularly
for a hole transporting layer, and thus the present inventors
have come to complete the present invention.

[0026] Further, it has been found that an amino group
substituted with an aryl group having a furan structure
represented by Formula (2) or Formula (3) is suited as an
amine unit having the specific substituent. The above amine
unit has a steric hindrance, so that interaction between the
molecules is small, and therefore it has the effects that
crystallization thereof is inhibited to enhance a yield in
producing an organic EL device and that the organic EL
device obtained is extended in a lifetime. In particular, it has
been found that a marked effect of extending the lifetime is
obtained by combining with a blue color emitting device.
[0027] That is, the present invention provides an aromatic
amine derivative represented by the following Formula (1):

M

Ar Ar
\ / \ J
Ar = |_ () Ary

Rpa

wherein R; is a hydrogen atom, a substituted or non-
substituted aryl group having 5 to 50 ring carbon atoms, a
substituted or non-substituted alkyl group having 1 to 50
carbon atoms, a substituted or non-substituted alkoxy group

Mar. 14, 2019

having 1 to 50 carbon atoms, a substituted or non-substituted
aralkyl group having 6 to 50 carbon atoms, a substituted or
non-substituted aryloxy group having 5 to 50 ring carbon
atoms, a substituted or non-substituted arylthio group having
5 to 50 ring carbon atoms, a substituted or non-substituted
alkoxycarbonyl group having 2 to 50 carbon atoms, an
amino group substituted with a substituted or non-substi-
tuted aryl group having 5 to 50 ring carbon atoms, a halogen
atom, a cyano group, a nitro group, a hydroxyl group or a
carboxyl group; a is an integer of 0 to 4, and b is an integer
of 1 to 3;

plural R, may be combined with each other to form a cyclic
structure of a saturated or unsaturated five-membered ring or
six-membered ring which may be substituted; at least one of
Ar, to Ar, is represented by the following Formula (2) or (3):

@

\

SN [P
(Rz)c!r—ll / \\/\J/

Ra)d

(wherein R, and R; each are selected independently from the
same groups as those of R, in Formula (1) described above;
X is oxygen, sulfur, selenium or tellurium;

¢ is an integer of 0 to 6; d is an integer of 0 to 3; and e is
an integer of 1 to 3;

plural R, or R; may be combined with each other to form a
cyclic structure of a saturated or unsaturated five-membered
ring or six-membered ring which may be substituted;
when e is 2 or more and d is not 0, plural R; may be
combined with each other to form a cyclic structure of a
saturated or unsaturated five-membered ring or six-mem-
bered ring which may be substituted);

®
Z
®Rr— |
x

£,
(Rs)g\/ J \/\J :

Re)h

(wherein R, to Ry each are selected independently from the
same groups as those of R, in Formula (1) described above;

X is an oxygen or sulfur atom;

f and h each are an integer of 0 to 4; g is an integer of 0 to
3; and 1 is an integer of 1 to 3;

plural R, or R or R4 may be combined with each other to
form a cyclic structure of a saturated or unsaturated five-
membered ring or six-membered ring which may be substi-
tuted;

when i is 2 or more and h is not O, plural R, may be
combined with each other to form a cyclic structure of a
saturated or unsaturated five-membered ring or six-mem-
bered ring which may be substituted);
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in Formula (1), among Ar, to Ar,, the groups which are not
represented by Formula (2) each are independently a sub-
stituted or non-substituted aryl group having 6 to 50 ring
carbon atoms or a substituted or non-substituted aromatic
heterocyclic group having 5 to 50 ring carbon atoms.

[0028] The present invention provides an aromatic amine
derivative represented by the following Formula (5):

®

wherein at least one of Ar, to Ar, is represented by Formula
(3) described above;

in Formula (5), among Ar, to Ar;, the groups which are not
represented by Formula (3) each are independently a hydro-
gen atom, a substituted or non-substituted aryl group having
5 to 50 ring carbon atoms, a substituted or non-substituted
alkyl group having 1 to 50 carbon atoms, a substituted or
non-substituted alkoxy group having 1 to 50 carbon atoms,
a substituted or non-substituted aralkyl group having 6 to 50
carbon atoms, a substituted or non-substituted aryloxy group
having 5 to 50 ring carbon atoms, a substituted or non-
substituted arylthio group having 5 to 50 ring carbon atoms,
a substituted or non-substituted alkoxycarbonyl group hav-
ing 2 to 50 carbon atoms, an amino group substituted with
a substituted or non-substituted aryl group having 5 to 50
ring carbon atoms, a halogen atom, a cyano group, a nitro
group, a hydroxyl group or a carboxyl group.

[0029] Further, the present invention provides an organic
EL device in which an organic thin layer comprising a single
layer or plural layers including a light emitting layer is
interposed between a cathode and an anode, wherein at leas
one layer of the above organic thin layer contains the
aromatic amine derivative described above in the form of a
single component or a mixed component.

EFFECT OF THE INVENTION

[0030] The aromatic amine derivative of the present
invention and the organic EL device obtained by using the
same are less liable to be crystallized in molecules,
improved in a yield in producing the organic EL device and
have long lifetimes.

BEST MODE FOR CARRYING OUT THE
INVENTION

[0031] The aromatic amine derivative of the present
invention is represented by the following Formula (1):

M

Ary Arz
/
P VA NI
Arn _|_ () Ary
Rpa
[0032] In Formula (1), R, is a hydrogen atom, a substi-

tuted or non-substituted aryl group having 5 to 50 ring
carbon atoms, a substituted or non-substituted alkyl group
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having 1 to 50 carbon atoms, a substituted or non-substituted
alkoxy group having 1 to 50 carbon atoms, a substituted or
non-substituted aralkyl group having 6 to 50 carbon atoms,
a substituted or non-substituted aryloxy group having 5 to 50
ring carbon atoms, a substituted or non-substituted arylthio
group having 5 to 50 ring carbon atoms, a substituted or
non-substituted alkoxycarbonyl group having 2 to 50 carbon
atoms, an amino group substituted with a substituted or
non-substituted aryl group having 5 to 50 ring carbon atoms,
a halogen atom, a cyano group, a nitro group, a hydroxyl
group or a carboxyl group.

[0033] In Formula (1), at least one of Ar, to Ar, is
represented by the following Formula (2) or (3):

@

J

[
I

Ra)d

[0034] In Formula (2), R, and R, each are selected inde-
pendently from the same groups as those of R, in Formula
(1) described above. X is oxygen, sulfur, selenium or tellu-
rium, and it is preferably an oxygen or sulfur atom, more
preferably an oxygen atom.

&)

=
®Rr— |
~ X
(P
Rs)g Rk
[0035] In Formula (3), R, to Ry each are selected inde-

pendently from the same groups as those of R, in Formula
(1) described above. X is oxygen, sulfur, selenium or tellu-
rium, and it is an oxygen or sulfur atom, preferably an
oxygen atom.

[0036] The aryl groups represented by R, to Ry in Formu-
las (1) to (3) include, for example, phenyl, 1-naphthyl,
2-naphthyl, 1-anthryl, 2-anthryl, 9-anthryl, 1-phenanthryl,
2-phenanthryl, 3-phenanthryl, 4-phenanthryl, 9-phenan-
thryl, 1-naphthacenyl, 2-naphthacenyl, 9-naphthacenyl,
1-pyrenyl, 2-pyrenyl, 4-pyrenyl, 2-biphenylyl, 3-biphenylyl,
4-biphenylyl, p-terphenyl-4-yl, p-terphenyl-3-yl, p-terphe-
nyl-2-yl, m-terphenyl-4-yl, m-terphenyl-3-yl, m-terphenyl-
2-yl, o-tolyl, m-tolyl, p-tolyl, p-t-butylphenyl, p-(2-phenyl-
propyl)phenyl, 3-methyl-2-naphthyl, 4-methyl-1-naphthyl,
4-methyl-1-anthryl, 4'-methylbiphenylyl, 4"-t-butyl-p-ter-
phenyl-4-yl, fluoranthenyl, fluorenyl, 1-pyrrolyl, 2-pyrrolyl,
3-pyrrolyl, pyrazinyl, 2-pyridinyl, 3-pyridinyl, 4-pyridinyl,
1-indolyl, 2-indolyl, 3-indolyl, 4-indolyl, 5-indolyl, 6-indo-
lyl, 7-indolyl, 1-isoindolyl, 2-isoindolyl, 3-isoindolyl,
4-isoindolyl, 5-isoindolyl, 6-isoindolyl, 7-isoindolyl, 2-fu-
ryl, 3-furyl, 2-benzofuranyl, 3-benzofuranyl, 4-benzofura-
nyl, S5-benzofuranyl, 6-benzofuranyl, 7-benzofuranyl,
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1-isobenzofuranyl, 3-isobenzofuranyl, 4-isobenzofuranyl,
S-isobenzofuranyl, 6-isobenzofuranyl, 7-isobenzofuranyl,
quinolyl, 3-quinolyl, 4-quinolyl, S5-quinolyl, 6-quinolyl,
7-quinolyl, 8-quinolyl, 1-isoquinolyl, 3-isoquinolyl, 4-iso-
quinolyl, 5-isoquinolyl, 6-isoquinolyl, 7-isoquinolyl, 8-iso-
quinolyl, 2-quinoxalinyl, 5-quinoxalinyl, 6-quinoxalinyl,
1-carbazolyl, 2-carbazolyl, 3-carbazolyl, 4-carbazolyl,
9-carbazolyl, 1-phenanthridinyl, 2-phenanthridinyl,
3-phenanthridinyl, 4-phenanthridinyl, 6-phenanthridinyl,
7-phenanthridinyl, 8-phenanthridinyl, 9-phenanthridinyl,
10-phenanthryldinyl, 1-acridinyl, 2-acridinyl, 3-acridinyl,
4-acridinyl, 9-acridinyl, 1,7-phenanthroline-2-yl, 1,7-
phenanthroline-3-yl, 1,7-phenanthroline-4-yl, 1,7-phenan-
throline-5-yl, 1,7-phenanthroline-6-yl, 1,7-phenanthroline-
8-yl, 1,7-phenanthroline-9-yl, 1,7-phenanthroline-10-yl,
1,8-phenanthroline-2-yl,  1,8-phenanthroline-3-yl,  1,8-
phenanthroline-4-yl, 1,8-phenanthroline-5-yl, 1,8-phenan-
throline-6-yl, 1,8-phenanthroline-7-yl, 1,8-phenanthroline-
9-yl, 1,8-phenanthroline-10-yl, 1,9-phenanthroline-2-yl,
1,9-phenanthroline-3-yl,  1,9-phenanthroline-4-yl,  1,9-
phenanthroline-5-yl, 1,9-phenanthroline-6-yl, 1,9-phenan-
throline-7-yl, 1,9-phenanthroline-8-yl, 1,9-phenanthroline-
10-yl, 1,10-phenanthroline-2-yl, 1,10-phenanthroline-3-yl,
1,10-phenanthroline-4-yl, 1,10-phenanthroline-5-yl, 2,9-
phenanthroline-1-yl, 2,9-phenanthroline-3-yl, 2.9-phenan-
throline-4-yl, 2,9-phenanthroline-5-yl, 2,9-phenanthroline-
6-yl, 2,9-phenanthroline-7-yl, 2,9-phenanthroline-8-yl, 2,9-
phenanthroline-10-yl, 2,8-phenanthroline-1-yl, 2,8-
phenanthroline-3-yl, 2,8-phenanthroline-4-yl, 2,8-
phenanthroline-5-y1, 2,8-phenanthroline-6-yl, 2,8-
phenanthroline-7-y1, 2,8-phenanthroline-9-yl, 2,8-
phenanthroline-10-yl, 2,7-phenanthroline-1-yl, 2,7-
phenanthroline-3-yl, 2,7-phenanthroline-4-yl, 2,7-
phenanthroline-5-y1, 2,7-phenanthroline-6-yl, 2,7-
phenanthroline-8-yl, 2,7-phenanthroline-9-yl, 2,7-
phenanthroline-10-yl, 1-phenazinyl, 2-phenazinyl,
1-phenothiazinyl,  2-phenothiazinyl,  3-phenothiazinyl,
4-phenothiazinyl,  10-phenothiazinyl, 1-phenoxazinyl,
2-phenoxazinyl, 3-phenoxazinyl, 4-phenoxazinyl, 10-phe-
noxazinyl, 2-oxazolyl, 4-oxazolyl, 5-oxazolyl, 2-oxadiaz-
olyl, 5-oxadiazolyl, 3-furazanyl, 2-thienyl, 3-thienyl,
2-methylpyrrole-1-yl, 2-methylpyrrole-3-yl, 2-methylpyr-
role-4-yl,  2-methylpyrrole-5-yl,  3-methylpyrrole-1-yl,
3-methylpyrrole-2-yl, 3-methylpyrrole-4-yl, 3-methylpyr-
role-5-yl, 2-t-butylpyrrole-4-yl, 3-(2-phenylpropyl)pyrrole-
1-yl, 2-methyl-1-indolyl, 4-methyl-1-indolyl, 2-methyl-3-
indolyl, 4-methyl-3-indolyl, 2-t-butyl-1-indolyl, 4-t-butyl-1-
indolyl, 2-t-butyl-3-indolyl and 4-t-butyl-3-indolyl.

[0037] Among them, preferred are phenyl, naphthyl,
biphenyl, anthranyl, phenanthryl, pyrenyl, chrysenyl, fluo-
ranthenyl and fluorenyl.

[0038] The alkyl groups represented by R, to Ry in For-
mulas (1) to (3) include, for example, methyl, ethyl, propyl,
isopropyl, n-butyl, s-butyl, isobutyl, t-butyl, n-pentyl,
n-hexyl, n-heptyl, n-octyl, hydroxymethyl, 1-hydroxyethyl,
2-hydroxyethyl, 2-hydroxyisobutyl, 1,2-dihydroxyethyl,
1,3-dihydroxyisopropyl, 2,3-dihydroxy-t-butyl, 1,2,3-trihy-
droxypropyl, chloromethyl, 1-chloroethyl, 2-chloroethyl,
2-chloroisobutyl, 1,2-dichloroethyl, 1,3-dichloroisopropyl,
2,3-dichloro-t-butyl, 1,2,3-trichloropropyl, bromomethyl,
1-bromoethyl, 2-bromoethyl, 2-bromoisobutyl, 1,2-dibro-
moethyl, 1,3-dibromoisopropyl, 2,3-dibromo-t-butyl, 1,2,3-
tribromopropyl, iodomethyl, 1-iodoethyl, 2-iodoethyl, 2-io-
doisobutyl, 1,2-diiodoethyl, 1,3-diiodoisopropyl, 2,3-
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diiodo-t-butyl, 1,2,3-triiodopropyl, aminomethyl,
1-aminoethyl, 2-aminoethyl, 2-aminoisobutyl, 1,2-diamino-
ethyl, 1,3-diaminoisopropyl, 2,3-diamino-t-butyl, 1,2,3-tri-
aminopropyl, cyanomethyl, 1-cyanoethyl, 2-cyanoethyl,
2-cyanoisobutyl, 1,2-dicyanoethyl, 1,3-dicyanoisopropyl,
2,3-dicyano-t-butyl, 1,2,3-tricyanopropyl, nitromethyl, 1-ni-
troethyl, 2-nitroethyl, 2-nitroisobutyl, 1,2-dinitroethyl, 1,3-
dinitroisopropyl, 2,3-dinitro-t-butyl, 1,2,3-trinitropropyl,
cyclopropyl, cyclobutyl, cyclopentyl, cyclohexyl, 4-methyl-
cyclohexyl, 1-adamantyl, 2-adamantyl, 1-norbornyl and
2-norbornyl.

[0039] The alkoxy groups represented by R, to R4 in
Formulas (1) to (3) are groups represented by —OY, and the
examples of Y include the same examples as explained in the
alkyl group described above.

[0040] The aralkyl groups represented by R, to Ry in
Formulas (1) to (3) include, for example, benzyl, 1-pheny-
lethyl, 2-phenylethyl, 1-phenylisopropyl, 2-phenylisopro-
pyl, phenyl-t-butyl, a-naphthylmethyl, 1-a-naphthylethyl,
2-a-naphthylethyl, 1-ci-naphthylisopropyl, 2-c-naphth-
ylisopropyl, -naphthylmethyl, 1-p-naphthylethyl, 2-f-
naphthylethyl, 1-f-naphthylisopropyl, 2-f-naphthylisopro-
pyl, 1-pyrrolylmethyl, 2-(1-pyrrolyl)ethyl, p-methylbenzyl,
m-methylbenzyl, o-methylbenzyl, p-chlorobenzyl, m-chlo-
robenzyl, o-chlorobenzyl, p-bromobenzyl, m-bromobenzyl,
o-bromobenzyl, p-iodobenzyl, m-iodobenzyl, o-iodobenzyl,
p-hydroxybenzyl, m-hydroxybenzyl, o-hydroxybenzyl,
p-aminobenzyl, m-aminobenzyl, o-aminobenzyl, p-ni-
trobenzyl, m-nitrobenzyl, o-nitrobenzyl, p-cyanobenzyl,
m-cyanobenzyl, o-cyanobenzyl, 1-hydroxy-2-phenylisopro-
pyl and 1-chloro-2-phenylisopropyl.

[0041] The aryloxy groups represented by R, to Ry in
Formulas (1) to (3) are represented by —OY', and the
examples of Y' include the same examples as explained in
the aryl group described above.

[0042] The arylthio groups represented by R, to Ry in
Formulas (1) to (3) are represented by —SY', and the
examples of Y' include the same examples as explained in
the aryl group described above.

[0043] The alkoxycarbonyl groups represented by R, to
R¢ in Formulas (1) to (3) are represented by —COQY, and
the examples of Y include the same examples as explained
in the alkyl group described above.

[0044] The examples of the aryl group in the amino group
substituted with the aryl group represented by R, to R, in
Formulas (1) to (3) include the same examples as explained
in the aryl group described above.

[0045] The halogen atoms represented by R, to Ry in
Formulas (1) to (3) include a fluorine atom, a chlorine atom,
a bromine atom and an iodine atom.

[0046] In Formula (1), a is an integer of 0 to 4, and b is an
integer of 1 to 3, preferably 2. Plural R, may be combined
with each other to form a cyclic structure of a saturated or
unsaturated five-membered ring or six-membered ring
which may be substituted.

[0047] In Formula (2), ¢ is an integer of 0 to 6; d is an
integer of 0 to 3; and e is an integer of 1 to 3, preferably 1.
Plural R, or R, may be combined with each other to form a
cyclic structure of a saturated or unsaturated five-membered
ring or six-membered ring which may be substituted. When
e is 2 or more and d is not 0, plural R, may be combined with
each other to form a cyclic structure of a saturated or
unsaturated five-membered ring or six-membered ring
which may be substituted.
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[0048] In Formula (3), f and h each are an integer of 0 to
4; g is an integer of 0 to 3; and i is an integer of 1 to 3,
preferably 1. Plural R, or R or R; may be combined with
each other to form a cyclic structure of a saturated or
unsaturated five-membered ring or six-membered ring
which may be substituted. When i is 2 or more and h is not
0, plural R may be combined with each other to form a
cyclic structure of a saturated or unsaturated five-membered
ring or six-membered ring which may be substituted.
[0049] The above cyclic structure of a five-membered ring
or a six-membered ring which may be formed includes, for
example, cycloalkanes having 4 to 12 carbon atoms such as
cyclopentane, cyclohexane, adamantane, norbornane and
the like, cycloalkenes having 4 to 12 carbon atoms such as
cyclopentene, cyclohexene and the like, cycloalkadienes
having 6 to 12 carbon atoms such as cyclopentadiene,
cyclohexadiene and the like and aromatic rings having 6 to
50 carbon atoms such as benzene, naphthalene, phenan-
threne, anthracene, pyrene, chrysene, acenaphthylene and
the like.

[0050] The aromatic amine derivative of the present
invention represented by Formula (1) has 42 or more carbon
atoms, preferably 54 or more carbon atoms and more
preferably 60 to 80 carbon atoms in terms of the total of
carbon atoms excluding those of the substituents.

[0051] In the aromatic amine derivative of the present
invention, Ar, and Ar, in Formula (1) described above are
represented preferably by Formula (2) or Formula (3)
described above.

[0052] In the aromatic amine derivative of the present
invention, Ar, and Ar; in Formula (1) described above are
represented preferably by Formula (2) or Formula (3)
described above.

[0053] In the aromatic amine derivative of the present
invention, only Ar, in Formula (1) described above is
represented preferably by Formula (2) or Formula (3)
described above.

[0054] In the aromatic amine derivative of the present
invention, b in Formula (1) described above is preferably 2.
[0055] In the aromatic amine derivative of the present
invention, f in Formula (2) described above is preferably 1.
[0056] In the aromatic amine derivative of the present
invention, i in Formula (3) described above is preferably 1.
[0057] In the aromatic amine derivative of the present
invention, X in Formula (2) described above is preferably an
oxygen atom.

[0058] In the aromatic amine derivative of the present
invention, Ar, in Formula (1) described above is represented
preferably by the following Formula (4):

Q)

Ars —
\N
/
Y
Ry
[0059] InFormula (4), R, is selected from the same groups

as those of R, in Formula (1) described above, and the
specific examples thereof include as well the same groups as
the examples of R, to R in Formulas (1) to (3).

[0060] In Formula (4), ] is an integer of O to 4; and k is an
integer of 1 to 3. Plural R, may be combined with each other
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to form a cyclic structure of a saturated or unsaturated
five-membered ring or six-membered ring which may be
substituted. When k is 2 or more and j is not 0, plural R, may
be combined with each other to form a cyclic structure of a
saturated or unsaturated five-membered ring or six-mem-
bered ring which may be substituted. In the above case, the
specific examples of the cyclic structure of a five-membered
ring or a six-membered ring include as well the same ones
as the examples of R, to R

[0061] Argand Ar, each are independently a substituted or
non-substituted aryl group having 6 to 50 ring carbon atoms
or a substituted or non-substituted aromatic heterocyclic
group having 5 to 50 ring carbon atoms. The specific
examples of the above aryl group or aromatic heterocyclic
group include the same groups as the examples of the aryl
groups represented by R, to R.

[0062] In the aromatic amine derivative of the present
invention, Ar, and Ar, in Formula (1) described above each
are preferably represented independently by Formula (4)
described above.

[0063] The aromatic amine derivative of the present
invention is represented by the following Formula (5):

®)

Ary
\
N—Arg
/
Arg
[0064] In Formula (5), at least one of Ar, to Ar, is

represented by Formula (3) described above, and among Ar,
to Ar;, the groups which are not represented by Formula (3)
each are independently a hydrogen atom, a substituted or
non-substituted aryl group having 5 to 50 ring carbon atoms,
a substituted or non-substituted alkyl group having 1 to 50
carbon atoms, a substituted or non-substituted alkoxy group
having 1 to 50 carbon atoms, a substituted or non-substituted
aralkyl group having 6 to 50 carbon atoms, a substituted or
non-substituted aryloxy group having 5 to 50 ring carbon
atoms, a substituted or non-substituted arylthio group having
5 to 50 ring carbon atoms, a substituted or non-substituted
alkoxycarbonyl group having 2 to 50 carbon atoms, an
amino group substituted with a substituted or non-substi-
tuted aryl group having 5 to 50 ring carbon atoms, a halogen
atom, a cyano group, a nitro group, a hydroxyl group or a
carboxyl group. The specific examples thereof include as
well the same groups as the examples of R, to R,.

[0065] The aromatic amine derivative of the present
invention is preferably a material for an organic electrolu-
minescence device.

[0066] The aromatic amine derivative of the present
invention is preferably a hole transporting material for an
organic electroluminescence device.

[0067] The aromatic amine derivative of the present
invention is preferably a hole injecting material for an
organic electroluminescence device.

[0068] The aromatic amine derivative of the present
invention is preferably a material having the functions of a
hole injecting material and a hole transporting material for
an organic electroluminescence device in combination.
[0069] In the organic electroluminescence device of the
present invention in which an organic thin layer comprising
a single layer or plural layers including at leas a light
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emitting layer is interposed between a cathode and an anode,
at leas one layer of the above organic thin layer contains
preferably the aromatic amine derivative of the present
invention described above in the form of a single component
or a mixed component.

[0070] In the organic electroluminescence device of the
present invention, the aromatic amine derivative of the
present invention described above is contained preferably in
a hole transporting layer.

[0071] In the organic electroluminescence device of the
present invention, the aromatic amine derivative of the
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present invention described above is contained preferably in
a hole injecting layer.

[0072] In the organic electroluminescence device of the
present invention, styrylamine and/or arylamine are con-
tained preferably in a light emitting layer.

[0073] In the organic electroluminescence device of the
present invention, light of a blue color is preferably emitted.
[0074] The specific examples of the aromatic amine
derivative of the present invention represented by Formula
(1) are shown below, but they shall not be restricted to these
compounds shown as the examples.
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[0075] Next, the organic EL device of the present inven-
tion shall be explained.

[0076] In the organic EL device of the present invention in
which an organic thin film layer comprising a single layer or
plural layers including at least a light emitting layer is
interposed between a cathode and an anode, at least one
layer of the above organic thin film layer contains the
aromatic amine derivative described above in the form of a
single component or a mixed component.

[0077] In the organic EL device of the present invention,
the organic thin film layer described above has a hole
transporting layer, and the above hole transporting layer
contains preferably the aromatic amine derivative of the
present invention in the form of a single component or a
mixed component. Further, the hole transporting layer
described above contains more preferably the aromatic
amine derivative of the present invention as a principal
component.

[0078] The aromatic amine derivative of the present
invention is used preferably for an organic EL device
emitting light of a blue color base.

[0079] The organic electroluminescence device of the
present invention contains preferably a styrylamine com-
pound and/or an arylamine compound in a light emitting
layer.

[0080] The arylamine compound includes a compound
represented by the following Formula (1), and the styrylam-
ine compound includes a compound represented by the
following Formula (II):

@

(in Formula (1), Arg is a group selected from phenyl,
biphenyl, terphenyl, stilbene and distyrylaryl; Ar, and Ar,,,
each are a hydrogen atom or an aromatic group having 6 to
20 carbon atoms, and Ar, and Ar,, may be substituted; p' is
an integer of 1 to 4; and Ar, and/or Ar, , are more preferably
substituted with a styryl group).

[0081] In this regard, the aromatic group having 6 to 20
carbon atoms includes preferably phenyl, naphthyl, anthra-
nyl, phenanthryl, terphenyl and the like.

an

(in Formula (II), Ar,, to Ar,; are an aryl group having 5 to
40 ring carbon atoms which may be substituted, and q' is an
integer of 1 to 4).

[0082] In this regard, the aryl group having 5 to 40 ring
carbon atoms includes preferably phenyl, naphthyl, anthra-
nyl, phenanthryl, pyrenyl, coronyl, biphenyl, terphenyl, pyr-
rolyl, furanyl, thiophenyl, benzothiophenyl, oxadiazolyl,
diphenylanthranyl, indolyl, carbazolyl, pyridyl, benzoqui-
nolyl, fluoranthenyl, acenaphthofluoranthenyl, stilbene and
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the like. The aryl group having 5 to 40 ring carbon atoms
may further be substituted with a substituent, and the pre-
ferred substituent includes an alkyl group having 1 to 6
carbon atoms (ethyl, methyl, i-propyl, n-propyl, s-butyl,
t-butyl, pentyl, hexyl, cyclopentyl, cyclohexyl and the like),
an alkoxy group having 1 to 6 carbon atoms (ethoxy,
methoxy, i-propoxy, n-propoxy, s-butoxy, t-butoxy, pentoxy,
hexyloxy, cyclopentoxy, cyclohexyloxy and the like), an
aryl group having 5 to 40 ring carbon atoms, an amino group
substituted with an aryl group having 5 to 40 ring carbon
atoms, an ester group having an aryl group having 5 to 40
ring carbon atoms, an ester group having an alkyl group
having 1 to 6 carbon atoms, a cyano group, a nitro group and
a halogen atom (chlorine, bromine, iodine and the like).
[0083] The device structure of the organic EL device of
the present invention shall be explained below.

(1) Structure of the Organic EL Element

[0084] The typical examples of the device structure of the
organic EL device of the present invention include structures
such as:

[0085] (1) Anode/light emitting layer/cathode

[0086] (2) Anode/hole injecting layer/light emitting
layer/cathode

[0087] (3) Anode/light emitting layer/electron injecting
layer/cathode

[0088] (4) Anode/hole injecting layer/light emitting

layer/electron injecting layer/cathode

[0089] (5) Anode/organic semiconductor layer/light
emitting layer/cathode

[0090] (6) Anode/organic semiconductor layer/electron
barrier layer/light emitting layer/cathode

[0091] (7) Anode/organic semiconductor layer/light
emitting layer/adhesion improving layer/cathode

[0092] (8) Anode/hole injecting layer/hole transporting
layer/light emitting layer/electron injecting layer/cath-
ode

[0093] (9) Anode/insulating layer/light emitting layer/

insulating layer/cathode

[0094] (10) Anode/inorganic semiconductor layer/insu-
lating layer/light emitting layer/insulating layer/cath-
ode

[0095] (11) Anode/organic semiconductor layer/insulat-

ing layer/light emitting layer/insulating layer/cathode
[0096] (12) Anode/insulating layer/hole injecting layer/
hole transporting layer/light emitting layer/insulating
layer/cathode
[0097] (13) Anode/insulating layer/hole injecting layer/
hole transporting layer/light emitting layer/electron
injecting layer/cathode
[0098] Among them, usually the structure of (8) is pref-
erably used, but it shall not be restricted to them.
[0099] The aromatic amine derivative of the present
invention may be used in any organic thin film layer of the
organic EL device and can be used in the light emitting zone
or the hole transporting zone, and it is used preferably in the
hole transporting zone, particularly preferably in the hole
transporting layer, whereby the molecules are less liable to
be crystallized, and a yield in producing the organic EL
device is elevated.
[0100] An amount of the aromatic amine derivative of the
present invention which is added to the organic thin film
layer is preferably 30 to 100 mole %.
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(2) Light Transmitting Substrate

[0101] The organic EL device of the present invention is
prepared on a light transmitting substrate. The light trans-
mitting substrate referred to in this case is a substrate for
supporting the organic EL device, and it is preferably a flat
substrate in which light in a visible region of 400 to 700 nm
has a transmission factor of 50% or more.

[0102] To be specific, it includes a glass plate, a polymer
plate and the like. In particular, the glass plate includes soda
lime glass, barium.cndot.strontium-containing glass, lead
glass, aluminosilicate glass, borosilicate glass, barium boro-
silicate glass, quartz and the like. The polymer plate includes
polycarbonate, acryl, polyethylene terephthalate, polyether
sulfide, polysulfone and the like.

(3) Anode

[0103] An anode in the organic EL device of the present
invention has a function to inject a hole into the hole
transporting layer or the light emitting layer, and it is
effective that the anode has a work function of 4.5 eV or
more. The specific examples of a material for the anode used
in the present invention include indium tin oxide alloy
(ITO), zinc oxide (NESA), indium-zinc oxide (IZO), gold,
silver, platinum, copper and the like.

[0104] The anode can be prepared by forming a thin film
of the above electrode substances by a method such as a
vapor deposition method, a sputtering method and the like.
[0105] When light emitted from the light emitting layer is
taken out from the anode, a transmission factor of the anode
based on light emitted is preferably larger than 10%. A sheet
resistance of the anode is preferably several hundred Q/o or
less. A film thickness of the anode is selected, though
depending on the material, in a range of usually 10 nm to 1
um, preferably 10 to 200 nm.

(4) Light Emitting Layer

[0106] The light emitting layer in the organic EL device
has the following functions of (1) to (3) in combination.

[0107] (1) Injecting function: a function in which a hole
can be injected from an anode or a hole injecting layer
in applying an electric field and in which an electron
can be injected from a cathode or an electron injecting
layer.

[0108] (2) Transporting function: a function in which a
charge injected (electron and hole) is transferred by
virtue of a force of an electric field.

[0109] (3) Light emitting function: a function in which
a field for recombination of an electron and a hole is
provided and in which this is connected to light emis-
sion.

[0110] Provided that a difference between an easiness in
injection of a hole and an easiness in injection of an electron
may be present and that a difference may be present in a
transporting ability shown by the mobilities of a hole and an
electron, and any one of the charges is preferably trans-
ferred.

[0111] A publicly known method such as, for example, a
vapor deposition method, a spin coating method, an LB
method and the like can be applied as a method for forming
the above light emitting layer. In particular, the light emit-
ting layer is preferably a molecular deposit film. In this case,
the molecular deposit film means a thin film formed by
depositing a material compound staying in a gas phase state
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and a film formed by solidifying a material compound
staying in a solution state or a liquid phase state, and the
above molecular deposit film can usually be distinguished
from a thin film formed by the LB method (molecular
accumulation film) by a difference in an aggregation struc-
ture and a higher order structure and a functional difference
originating in it.

[0112] Further, as disclosed in Japanese Patent Applica-
tion Laid-Open No. 51781/1982, the light emitting layer can
be formed as well by dissolving a binding agent such as a
resin and the material compound in a solvent to prepare a
solution and then coating the solution by a spin coating
method and the like to form a thin film.

[0113] In the present invention, publicly known light
emitting materials other than the light emitting material
comprising the aromatic amine derivative of the present
invention may be added, if necessary, to the light emitting
layer as long as the object of the present invention is not
damaged. Further, a light emitting layer containing a differ-
ent publicly known light emitting material may be laminated
on the light emitting layer containing the light emitting
material comprising the aromatic amine derivative of the
present invention.

[0114] A luminescent material or a doping material which
can be used for the light emitting layer together with the
aromatic amine compound of the present invention includes,
for example, anthracene, naphthalene, phenanthrene,
pyrene, tetracene, coronene, chrysene, fluorescein, perylene,
phthaloperylene, naphthaloperylene, perynone, phthalop-
erynone, naphthaloperynone, diphenylbutadiene, tetraphe-
nylbutadiene, coumarin, oxadiazole, aldazine, bisbenzox-
azoline, bisstyryl, pyrazine, cyclopentadiene, quinoline
metal complexes, aminoquinoline metal complexes, benzo-
quinoline metal complexes, imine, diphenylethylene,
vinylanthracene, diaminocarbazole, pyran, thiopyran,
polymethine, merocyanine, imidazole chelated oxynoid
compounds, quinacridone, rubrene, fluorescent coloring
matters and the like. However, it shall not be restricted to
them.

[0115] The host material which can be used for the light
emitting layer together with the aromatic amine compound
of the present invention is preferably compounds repre-
sented by the following Formulas (i) to (ix).

[0116] Asymmetric anthracene compound represented by
the following Formula (1):

Ar /_\>
SanEx

wherein Ar is a substituted or non-substituted fused aromatic
group having 10 to 50 ring carbon atoms;

Ar' is a substituted or non-substituted aromatic group having
6 to 50 ring carbon atoms;
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X is a substituted or non-substituted aromatic group having
6 to 50 ring carbon atoms, a substituted or non-substituted
aromatic heterocyclic group having 5 to 50 ring carbon
atoms, a substituted or non-substituted alkyl group having 1
to 50 carbon atoms, a substituted or non-substituted alkoxy
group having 1 to 50 carbon atoms, a substituted or non-
substituted aralkyl group having 6 to 50 carbon atoms, a
substituted or non-substituted aryloxy group having 5 to 50
ring carbon atoms, a substituted or non-substituted arylthio
group having 5 to 50 ring carbon atoms, a substituted or
non-substituted alkoxycarbonyl group having 1 to 50 ring
carbon atoms, a carboxyl group, a halogen atom, a cyano
group, a nitro group or a hydroxyl group;

a, b and ¢ each are an integer of O to 4;

n is an integer of 1 to 3; and when n is 2 or more, an inside
of brackets may be the same or different.

[0117] Asymmetric monoanthracene derivative repre-
sented by the following Formula (ii):

(if)

wherein Ar' and Ar? each are independently a substituted or
non-substituted aromatic ring group having 6 to 50 ring
carbon atoms; m and n each are an integer of 1 to 4; provided
that when m and n are 1 and the positions of Ar' and Ar?
bonded to the benzene ring are bilaterally symmetric, Ar'
and Ar” are not the same, and when m and n are an integer
of 2 to 4, m and n are different integers; and R* to R'® each
are independently a hydrogen atom, a substituted or non-
substituted aromatic ring group having 6 to 50 ring carbon
atoms, a substituted or non-substituted aromatic heterocyclic
group having 5 to 50 ring carbon atoms, a substituted or
non-substituted alkyl group having 1 to 50 carbon atoms, a
substituted or non-substituted cycloalkyl group, a substi-
tuted or non-substituted alkoxy group having 1 to 50 carbon
atoms, a substituted or non-substituted aralkyl group having
6 to 50 carbon atoms, a substituted or non-substituted
aryloxy group having 5 to 50 ring carbon atoms, a substi-
tuted or non-substituted arylthio group having 5 to 50 ring
carbon atoms, a substituted or non-substituted alkoxycarbo-
nyl group having 1 to 50 ring carbon atoms, a substituted or
non-substituted silyl group, a carboxyl group, a halogen
atom, a cyano group, a nitro group or a hydroxyl group.
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[0118] Asymmetric pyrene derivative represented by the
following Formula (iii):

(ii)

wherein Ar and Ar' each are a substituted or non-substituted
aromatic group having 6 to 50 ring carbon atoms;

L and L' each are a substituted or non-substituted phenylene
group, a substituted or non-substituted naphthalenylene
group, a substituted or non-substituted fluorenylene group or
a substituted or non-substituted dibenzosilolylene group;
m is an integer of 0 to 2; n is an integer of 1 to 4; s is an
integer of 0 to 2; and t is an integer of 0 to 4;

L or Ar is bonded to any of 1- to S-positions of pyrene, and
L' or Ar' is bonded to any of 6- to 10-positions of pyrene;
provided that when n+t is an even number, Ar, Ar', L and [
satisfy (1) or (2) described below:

(1) Ar=Ar' and/or L=L' (in this case, = shows that both are
groups having different structures) and

(2) when Ar=Ar' and L=L',

[0119] (2-1) m=s and/or n=t or

[0120] (2-2) when m=s and/or n=t,

there are not a case in which (2-2-1) L and L' or pyrene each
are bonded to different bonding positions on Ar and Ar' or
(2-2-2) L and L' or pyrene are bonded to the same bonding
position on Ar and Ar' and a case in which the substitution
positions of L. and L' or Ar and Ar' in pyrene are a 1-position
and a 6-position or a 2-position and a 7-position.

[0121] Asymmetric anthracene derivative represented by
the following Formula (Iv):

(i)

=

RS

x

b

F

R2 R’
R9 — Rl 0

W {
A{I \Arz

R? R’

=
I
T

wherein A' and A each are independently a substituted or
non-substituted fused aromatic group having 10 to 20 ring
carbon atoms;
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Ar' and Ar® each are independently a hydrogen atom or a
substituted or non-substituted aromatic ring group having 6
to 50 ring carbon atoms;

R! to R'® each are independently a hydrogen atom, a
substituted or non-substituted aromatic ring group having 6
to 50 ring carbon ring atoms, a substituted or non-substituted
aromatic heterocyclic group having 5 to 50 ring carbon
atoms, a substituted or non-substituted alkyl group having 1
to 50 carbon atoms, a substituted or non-substituted
cycloalkyl group, a substituted or non-substituted alkoxy
group having 1 to 50 carbon atoms, a substituted or non-
substituted aralkyl group having 6 to 50 carbon atoms, a
substituted or non-substituted aryloxy group having 5 to 50
ring carbon atoms, a substituted or non-substituted arylthio
group having 5 to 50 ring carbon atoms, a substituted or
non-substituted alkoxycarbonyl group having 1 to 50 ring
carbon atoms, a substituted or non-substituted silyl group, a
carboxyl group, a halogen atom, a cyano group, a nitro
group or a hydroxyl group;

Ar', Ar*, R® and R'° each may be plural, and adjacent ones
may form a saturated or unsaturated cyclic structure;

provided that there is no case in which in Formula (1),
groups symmetric to an X-Y axis shown on the above
anthracene are bonded to a 9-position and a 10-position of
central anthracene.

[0122] Anthracene derivative represented by the following
Formula (v):

™)

wherein R' to R'® each represent independently a hydrogen
atom, an alkyl group, a cycloalkyl group, an aryl group
which may be substituted, an alkoxyl group, an aryloxy
group, an alkylamino group, an alkenyl group, an arylamino
group or a heterocyclic group which may be substituted; a
and b each represent an integer of 1 to 5; when they are 2 or
more, R'’s themselves or R*’s themselves each may be the
same as or different from each other, and R*’s themselves or
R*’s themselves may be combined with each other to form
aring; R®> and R*, R® and RS, R” and R® and R® and R'® may
be combined with each other to form rings; and L' represents
a single bond, —O—, —S—, —N(R)— (R is an alkyl group
or an aryl group which may be substituted), an alkylene
group or an arylene group.
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[0123] Anthracene derivative represented by the following

Formula (vi):

RS RIS R20 RIS
QOO 000)
R4 RY

i)

11
R e ®),

R, ®!7),

wherein R'* to R*° each represent independently a hydrogen
atom, an alkyl group, a cycloalkyl group, an aryl group, an
alkoxyl group, an aryloxy group, an alkylamino group, an
arylamino group or a heterocyclic group which may be
substituted; ¢, d, e and f each represent an integer of 1 to 5;
when they are 2 or more, R''’s themselves, R'*’s them-
selves, R'®s themselves or R'”’s themselves may be the
same as or different from each other, and R'!’s themselves,
R'*’s themselves, R'®s themselves or R'”’s themselves
may be combined with each other to form a ring; R'3 and R**
and R*® and R'® may be combined with each other to form
rings; and L* represents a single bond, —O—, —S—,
—N(R)— (R is an alkyl group or an aryl group which may
be substituted), an alkylene group or an arylene group.
[0124] Spirofluorene derivative represented by the follow-
ing Formula (vii):

(vii)

wherein A® to A® each are independently a substituted or
non-substituted biphenyl group or a substituted or non-
substituted naphthyl group.

[0125] Fused ring-containing compound represented by
the following Formula (viii):

(viii)

Al2
A9
R R
Al0 Al
A7 Np
R2
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wherein A® to A'* are the same as those described above; R**
to R** each represent independently a hydrogen atom, an
alkyl group having 1 to 6 carbon atoms, a cycloalkyl group
having 3 to 6 carbon atoms, an alkoxyl group having 1 to 6
carbon atoms, an aryloxy group having 5 to 18 carbon
atoms, an aralkyloxy group having 7 to 18 carbon atoms, an
arylamino group having 5 to 16 carbon atoms, a nitro group,
a cyano group, an ester group having 1 to 6 carbon atoms or
a halogen atom; and at least one of A® to A'* is a group
having 3 or more fused aromatic rings.

[0126] Fluorene compound represented by the following
Formula (ix):

(%)

Ary An

n

wherein R, and R, represent a hydrogen atom, a substituted
or non-substituted alkyl group, a substituted or non-substi-
tuted aralkyl group, a substituted or non-substituted aryl
group, a substituted or non-substituted heterocyclic group, a
substituted amino group, a cyano group or a halogen atom;
R,’s themselves and R,’s themselves which are bonded to
the different fluorene groups may be the same as or different
from each other, and R; and R, which are bonded to the
same fluorene group may be the same as or different from
each other; R, and R, represent a hydrogen atom, a substi-
tuted or non-substituted alkyl group, a substituted or non-
substituted aralkyl group, a substituted or non-substituted
aryl group or a substituted or non-substituted heterocyclic
group; R;’s themselves and R,’s themselves which are
bonded to the different fluorene groups may be the same as
or different from each other, and R; and R, which are bonded
to the same fluorene group may be the same as or different
from each other; Ar, and Ar, represent a substituted or
non-substituted fused polycyclic aromatic group in which
the total of benzene rings is 3 or more or a fused polycyclic
heterocyclic group in which the total of benzene rings and
heterocycles is 3 or more or and which is bonded to the
fluorene group via substituted or non-substituted carbon; Ar,
and Ar, may be the same or different; and n represents an
integer of 1 to 10.

[0127] Among the host materials described above, the
anthracene derivatives are preferred, and the monoanthra-
cene derivatives are more preferred. The asymmetric anthra-
cene derivatives are particularly preferred.

[0128] Phosphorescent compounds can also be used as the
luminescent material of a dopant. Compounds containing a
carbazole ring for a host material are preferred as the
phosphorescent compound. The dopant is a compound
which can emit light from a triplet exciton, and it shall not
specifically be restricted as long as light is emitted from a
triplet exciton. It is preferably a metal complex containing at
least one metal selected from the group consisting of Ir, Ru,
Pd, Pt, Os and Re, and a porphyrin metal complex or an
ortho-metallated metal complex is preferred.

[0129] The host suited to phosphorescence comprising the
compound containing a carbazole ring is a compound having
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a function in which transfer of energy from an excited state
thereof to a phosphorescent compound takes place to result
in allowing the phosphorescent compound to emit light. The
host compound shall not specifically be restricted as long as
it is a compound which can transfer exciton energy to the
phosphorescent compound, and it can suitably be selected
according to the purposes. It may have an optional hetero-
cycle in addition to a carbazole ring.

[0130] The specific examples of the above host compound
include carbazole derivatives, triazole derivatives, oxazole
derivatives, oxadiazole derivatives, imidazole derivatives,
polyarylalkane derivatives, pyrazoline derivatives, pyra-
zolone derivatives, phenylenediamine derivatives, arylam-
ine derivatives, amino-substituted chalcone derivatives,
styrylanthracene derivatives, fluorenone derivatives, hydra-
zone derivatives, stilbene derivatives, silazane derivatives,
aromatic tertiary amine compounds, styrylamine com-
pounds, aromatic dimethylidene base compounds, porphyrin
base compounds, anthraquinonedimethane derivatives,
anthrone derivatives, diphenylquinone derivatives, thiopy-
ran dioxide derivatives, carbodiimide derivatives, fluore-
nilidenemethane derivatives, distyrylpyrazine derivatives,
heterocyclic tetracarboxylic anhydride such as naphthale-
neperylene, metal complexes of phthalocyanine derivatives
and 8-quinolinol derivatives, various metal complex poly-
silane base compounds represented by metal complexes
comprising metal phthalocyanine, benzoxazole and benzo-
thiazole as ligands and macromolecule compounds includ-
ing poly(N-vinylcarbazole) derivatives, aniline base copo-
lymers, thiophene oligomers, -electroconductive high
molecular oligomers such as polythiophene, polythiophene
derivatives, polyphenylene derivatives, polyphenylenevi-
nylene derivatives and polyfluorene derivatives. The host
compounds may be used alone or in combination two or
more kinds thereof.

[0131] The specific examples thereof include the follow-
ing compounds:

}N

O
QOO 9

9

$
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-continued

[0132] The phosphorescent dopant is a compound which
can emit light from a triplet exciton. It shall not specifically
be restricted as long as light is emitted from a triplet exciton.
It is preferably a metal complex containing at least one metal
selected from the group consisting of Ir, Ru, Pd, Pt, Os and
Re, and a porphyrin metal complex or an ortho-metallated
metal complex is preferred. The porphyrin metal complex is
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preferably a porphyrin platinum complex. The phosphores-
cent compounds may be used alone or in combination of two
or more kinds thereof.

[0133] A ligand forming the ortho-metallated metal com-
plex includes various ones, and the preferred ligand includes
2-phenylpyridine derivatives, 7,8-benzoquinoline deriva-
tives, 2-(2-thienyl)pyridine derivatives, 2-(1-naphthyl)pyri-
dine derivatives, 2-phenylquinoline derivatives and the like.
The above derivatives may have, if necessary, substituents.
In particular, the compounds into which fluorides and trif-
luoromethyl are introduced are preferred as a blue color
dopant. Further, it may have, as an auxiliary ligand, ligands
other than the ligands described above such as acetylaceto-
nate, picric acid and the like.

[0134] A content of the phosphorescent dopant in the light
emitting layer shall not specifically be restricted, and it can
suitably be selected according to the purposes. It is, for
example, 0.1 to 70 mass %, preferably 1 to 30 mass %. If a
content of the phosphorescent dopant is less than 0.1 mass
%, light emission is faint, and an addition effect thereof is
not sufficiently exhibited. On the other hand, if it exceeds 70
mass %, a phenomenon called concentration quenching
becomes marked, and the device performance is reduced.
[0135] The light emitting layer may contain, if necessary,
a hole transporting material, an electron transporting mate-
rial and a polymer binder.

[0136] Further, a film thickness of the light emitting layer
is preferably 5 to 50 nm, more preferably 7 to 50 nm and
most preferably 10 to 50 nm. If it is less than 5 nm, it is
difficult to form the light emitting layer, and controlling of
the chromaticity is likely to become difficult. On the other
hand, if it exceeds 50 nm, the driving voltage is likely to go

up.

(5) Hole Injecting and Transporting Layers
Transporting Zone)

[0137] The hole injecting and transporting layers are lay-
ers for assisting injection of a hole into the light emitting
layer to transport it to the light emitting region, and they
have a large hole mobility and show a small ionization
energy of usually 5.5 eV or less. A material which transports
a hole to the light emitting layer by a lower electric field
strength is preferred as the above hole injecting and trans-
porting layers, and more preferred is a material in which a
mobility of a hole is at least 10~* cm*/V-second in applying
an electric field of, for example, 10* to 10° V/em.

[0138] When the aromatic amine derivative of the present
invention is used in the hole transporting zone, the hole
injecting and transporting layers may be formed from the
aromatic amine derivative of the present invention alone or
it may be used in a mixture with other materials.

[0139] The materials for forming the hole injecting and
transporting layers by mixing with the aromatic amine
derivative of the present invention shall not specifically be
restricted as long as they have the preferred properties
described above, and capable of being used are optional
materials selected from materials which have so far conven-
tionally been used as charge transporting materials of holes
in photoconductive materials and publicly known materials
which are used for hole injecting and transporting layers in
an organic EL device.

[0140] The specific examples thereof include triazole
derivatives (refer to U.S. Pat. No. 3,112,197 and the like),
oxadiazole derivatives (refer to U.S. Pat. No. 3,189,447 and

(Hole
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the like), imidazole derivatives (refer to Japanese Patent
Publication No. 16096/1962 and the like), polyarylalkane
derivatives (refer to U.S. Pat. No. 3,615,402, ditto U.S. Pat.
No. 3,820,989 and ditto U.S. Pat. No. 3,542,544, Japanese
Patent Publication No. 555/1970 and ditto 10983/1976 and
Japanese Patent Application Laid-Open No. 93224/1976,
ditto 17105/1980, ditto 4148/1981, ditto 10866/1980, ditto
156953/1980 and ditto 36656/1981 and the like), pyrazoline
derivatives and pyrazolone derivatives (refer to U.S. Pat.
No. 3,180,729 and ditto U.S. Pat. No. 4,278,746 and Japa-
nese Patent Application Laid-Open No. 88064/1980, ditto
88065/1980, ditto 105537/1974, ditto 51086/1980, ditto
80051/1981, ditto 88141/1981, ditto 45545/1982, ditto
112637/1979 and ditto 74546/1980 and the like), phenylene-
diamine derivatives (refer to U.S. Pat. No. 3,615,404, Japa-
nese Patent Publication No. 10105/1976, ditto 3712/1971
and ditto 25336/1972 and Japanese Patent Application Laid-
Open No. 53435/1979, ditto 110536/1979 and ditto 119925/
1979 and the like), arylamine derivatives (refer to U.S. Pat.
No. 3,567,450, ditto U.S. Pat. No. 3,180,703, ditto U.S. Pat.
No. 3,240,597, ditto U.S. Pat. No. 3,658,520, ditto U.S. Pat.
No. 4,232,103, ditto U.S. Pat. No. 4,175,961 and ditto U.S.
Pat. No. 4,012,376, Japanese Patent Publication No. 35702/
1974 and ditto 27577/1964, Japanese Patent Application
Laid-Open No. 144250/1980, ditto 119132/1981 and ditto
22437/1981 and German Patent 1,110,518 and the like),
amino-substituted chalcone derivatives (refer to U.S. Pat.
No. 3,526,501 and the like), oxazole derivatives (disclosed
in U.S. Pat. No. 3,257,203 and the like), styrylanthracene
derivatives (refer to Japanese Patent Application Laid-Open
No. 46234/1981 and the like), fluorenone derivatives (refer
to Japanese Patent Application Laid-Open No. 110837/1979
and the like), hydrazone derivatives (refer to U.S. Pat. No.
3,717,462, Japanese Patent Application Laid-Open No.
59143/1979, ditto 52063/1980, ditto 52064/1980, ditto
46760/1980, ditto 85495/1980, ditto 11350/1982 and ditto
148749/1982, Japanese Patent Application Laid-Open No.
311591/1990 and the like), stilbene derivatives (Japanese
Patent Application Laid-Open No. 210363/1986, ditto
228451/1986, ditto 14642/1986, ditto 72255/1986, ditto
47646/1987, ditto 36674/1987, ditto 10652/1987, ditto
30255/1987, ditto 93455/1985, ditto 94462/1985, ditto
174749/1985 and ditto 175052/1985 and the like), silazane
derivatives (U.S. Pat. No. 4,950,950), polysilane base (Japa-
nese Patent Application Laid-Open No. 204996/1990), ani-
line base copolymers (Japanese Patent Application Laid-
Open No. 282263/1990) and electroconductive high
molecular oligomers (particularly thiophene oligomers) dis-
closed in Japanese Patent Application Laid-Open No.
211399/1989.

[0141] The compounds described above can be used as the
material for the hole injecting and transporting layers, and
preferably used are porphyrin compounds (disclosed in
Japanese Patent Application Laid-Open No. 2956965/1988
and the like), aromatic tertiary amine compounds and
styrylamine compounds (refer to U.S. Pat. No. 4,127,412
and Japanese Patent Application Laid-Open No. 27033/
1978, ditto 58445/1979, ditto 149634/1979, ditto 64299/
1979, ditto 79450/1980, ditto 144250/1980, ditto 119132/
1981, ditto 295558/1986, ditto 98353/1986 and ditto
295695/1988 and the like), and the aromatic tertiary amine
compounds are particularly preferably used.

[0142] Further, capable of being given are compounds
having two fused aromatic rings in a molecule described in

Mar. 14, 2019

U.S. Pat. No. 5,061,569, for example, 4,4'-bis(N-(1-naph-
thyl)-N-phenylamino)biphenyl (hereinafter abbreviated as
NPD) and 4,4',4"-tris(N-(3-methylphenyl)-N-phenylamino)
triphenylamine (hereinafter abbreviated as MTDATA) in
which three triphenylamine units are combined in the form
of a star burst type disclosed in Japanese Patent Application
Laid-Open No. 308688/1992.

[0143] Further, inorganic compounds such as p type Si, p
type SiC and the like can also be used as the material for the
hole injecting and transporting layers in addition to the
aromatic dimethylidene base compounds described above
shown as the material for the light emitting layer.

[0144] In addition to the above compounds, a nitrogen-
containing heterocyclic derivative represented by the fol-
lowing formula which is disclosed in Japanese Patent No.
3571977 can be used as well:

Ri2!
Il{lzs N|
N N
X Z Spn
RIS
N | = lel
N Ri2
/
Ri24

wherein R'?! to R'*% each represent any of a substituted or
non-substituted alkyl group, a substituted or non-substituted
aryl group, a substituted or non-substituted aralkyl group
and a substituted or non-substituted heterocyclic group;
provided that R'*! to R'?° may be the same or different; R'**
and R122, R122 and R123, R12% and R124, R!24 and R125, R125
and R'?° and R'?° and R'*! may form fused rings.

[0145] Further, a compound represented by the following
formula which is described in U.S. 2004/0113547 A1 can be
used as well:

R132

R%
[ s
N

N 133
\ R
x /
o
RI36 / N 54
=N R

RI3s

wherein R131 to R136 are substituents and are preferably
electron attractive groups such as a cyano group, a nitro
group, a sulfonyl group, a carbonyl group, a trifluoromethyl
group, halogen atoms and the like.

[0146] As represented by the above materials, acceptor
materials can also be used as the hole injecting material. The
specific examples thereof have been described above.
[0147] Further, inorganic compounds such as p type Si, p
type SiC and the like can also be used as the material for the
hole injecting layer in addition to the aromatic dimethyl-
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idene base compounds described above shown as the mate-
rial for the light emitting layer.

[0148] The hole injecting and transporting layers can be
formed by making a thin film from the aromatic amine
derivative of the present invention by a publicly known
method such as, for example, a vacuum vapor deposition
method, a spin coating method, a casting method, an LB
method and the like. A film thickness of the hole injecting
and transporting layers shall not specifically be restricted,
and it is usually 5 nm to 5 um. The above hole injecting and
transporting layers may be constituted from a single layer
comprising at least one of the materials described above as
long as the aromatic amine derivative of the present inven-
tion is contained in the hole transporting zone, and hole
injecting and transporting layers comprising compounds
which are different from those used in the hole injecting and
transporting layers described above may be laminated
thereon.

[0149] Further, an organic semiconductor layer may be
provided as a layer for assisting injection of a hole or
injection of an electron into the light emitting layer, and the
layer having a conductance of 107'° S/cm or more is suited,
Capable of being used as a material for the above organic
semiconductor layer are conductive oligomers such as thio-
phene-containing oligomers and arylamine-containing oli-
gomers disclosed in Japanese Patent Application Laid-Open
No. 193191/1996 and conductive dendrimers such as
arylamine-containing dendrimers.

(6) Electron Injecting and Transporting Layers

[0150] The electron injecting and transporting layers are
layers for assisting injection of an electron into the light
emitting layer to transport it to the light emitting region, and
they have a large electron mobility. Also, the adhesion
improving layer is a layer comprising particularly a material
having a good adhesive property with the cathode in the
above electron injecting layer.

[0151] It is known that since light emitted in an organic EL.
device is reflected by an electrode (in this case, a cathode),
light transmitted directly from an anode is interfered with
light emitted via reflection by the electrode. In order to make
efficient use of the above interference effect, the electron
transporting layer is suitably selected in a film thickness of
several nm to several um, and particularly when the film

N—

CHM
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thickness is large, the electron mobility is preferably at least
10~ cm?/Vs or more in applying an electric field of 10* to
10° V/em in order to avoid a rise in voltage.

[0152] The materials used for the electron injecting layer
are suitably metal complexes of 8-hyroxyquinoline or
derivatives thereof and oxadiazole derivatives. The specific
examples of the metal complexes of 8-hyroxyquinoline or
the derivatives thereof include metal chelate oxynoid com-
pounds containing chelates of oxine (in general, 8-quinoli-
nol or 8-hyroxyquinoline), and, for example, tris(8-quinoli-
nol)aluminum can be used as the electron injecting material.
[0153] On the other hand, the oxadiazole derivative
includes electron transmitting compounds represented by
the following formulas:

g
ol e
U R

wherein Ar', Ar®, Ar’, Ar’, Ar® and Ar® each represent a
substituted or non-substituted aryl group, and they may be
the same as or different from each other; Ar*, Ar’ and Ar®
each represent a substituted or non-substituted arylene
group, and they may be the same as or different from each
other.

[0154] In this connection, the aryl group includes, for
example, phenyl, biphenyl, anthranyl, perylenyl and pyre-
nyl. Also, the arylene group includes phenylene, naphthyl-
ene, biphenylene, anthranylene, perylenylene and pyre-
nylene. Substituents thereof include an alkyl group having 1
to 10 carbon atoms, an alkoxy group having 1 to 10 carbon
atoms and a cyano group. The above electron transmitting
compounds have preferably a thin film-forming property.
[0155] The following compounds can be given as the
specific examples of the electron transmitting compounds
described above:

ww
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[0156] Further, Compounds represented by the following
Formulas (A) to (F) can be used as the materials used for the
electron injecting layer and the electron transporting layer.
[0157] Nitrogen-containing heterocyclic derivatives rep-
resented by:

. A)
Ar
\Ll /Al\
2 ’
A\\*N)%N EN
Rn
N B
7 TN
/\, 1
> L—Ar!—A?
- \/\

(in Formulas (A) and (B), A’ to A® each are independently
a nitrogen atom or a carbon atom; Ar® is a substituted or
non-substituted aryl group having 6 to 60 ring carbon atoms
or a substituted or non-substituted heteroaryl group having
3 to 60 ring carbon atoms; Ar® is a hydrogen atom, a
substituted or non-substituted aryl group having 6 to 60 ring
carbon atoms, a substituted or non-substituted heteroaryl
group having 3 to 60 ring carbon atoms, a substituted or
non-substituted alkyl group having 1 to 20 carbon atoms or
a substituted or non-substituted alkoxy group having 1 to 20
carbon atoms or a divalent group thereof; provided that any
one of Ar' and Ar” is a substituted or non-substituted fused
ring group having 10 to 60 ring carbon atoms or a substituted
or non-substituted monohetero fused ring group having 3 to
60 ring carbon atoms;

L,, L, and L each are independently a single bond, a
substituted or non-substituted arylene group having 6 to 60
ring carbon atoms, a substituted or non-substituted het-
eroarylene group having 3 to 60 ring carbon atoms or a
substituted or non-substituted fluorenylene group;

R is a hydrogen atom, a substituted or non-substituted aryl
group having 6 to 60 ring carbon atoms, a substituted or
non-substituted heteroaryl group having 3 to 60 ring carbon
atoms, a substituted or non-substituted alkyl group having 1
to 20 carbon atoms or a substituted or non-substituted
alkoxy group having 1 to 20 carbon atoms; n is an integer of
0 to 5; when n is 2 or more, plural R’s may be the same or
different, and adjacent plural R’s may be combined with
each other to form a carbocyclic aliphatic ring or a carbo-
cyclic aromatic ring).

[0158] Nitrogen-containing heterocyclic derivative repre-
sented by:
HAr-L-Ar'—Ar? (©)

(wherein HAr is a nitrogen-containing heterocycle having 3
to 40 carbon atoms which may have a substituent; L is a

single bond, an arylene group having 6 to 60 carbon atoms
which may have a substituent, a heteroarylene group having
3 to 60 carbon atoms which may have a substituent or a
fluorenylene group which may have a substituent; Ar' is a
divalent aromatic hydrocarbon group having 6 to 60 carbon
atoms which may have a substituent; and Ar~ is an aryl group
having 6 to 60 carbon atoms which may have a substituent
or a heteroaryl group having 3 to 60 carbon atoms which
may have a substituent).

[0159] Silacyclopentadiene derivative represented by:
)
R3 Ry
Ry /Si\ R
X Y

(wherein X and Y each are independently a saturated or
unsaturated hydrocarbon group having 1 to 6 carbon atoms,
an alkoxy group, an alkenyloxy group, an alkynyloxy group,
a hydroxy group, a substituted or non-substituted aryl group,
a substituted or non-substituted heterocycle or a structure in
which X is combined with Y to form a saturated or unsatu-
rated ring; R* to R* each are independently a hydrogen atom,
a halogen atom, a substituted or non-substituted alkyl group
having 1 to 6 carbon atoms, an alkoxy group, an aryloxy
group, a perfluoroalkyl group, a perfluoroalkoxy group, an
amino group, an alkylcarbonyl group, an arylcarbonyl
group, an alkoxycarbonyl group, an aryloxycarbonyl group,
an azo group, an alkylcarbonyloxy group, an arylcarbony-
loxy group, an alkoxycarbonyloxy group, an aryloxycarbo-
nyloxy group, a sulfinyl group, a sulfonyl group, a sulfanyl
group, a silyl group, a carbamoyl group, an aryl group, a
heterocyclic group, an alkenyl group, an alkynyl group, a
nitro group, a formyl group, a nitroso group, a formyloxy
group, an isocyano group, a cyanate group, an isocyanate
group, a thiocyanate group, an isothiocyanate group, a cyano
group or a structure in which substituted or non-substituted
rings are fused when they are adjacent).

[0160] Borane derivative represented by:
R X 7 72 ®
R T B O R
28 Y Ry O Ry
RS R4
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(wherein R, to Ry and Z, each represent independently a
hydrogen atom, a saturated or unsaturated hydrocarbon
group, an aromatic group, a heterocyclic group, a substituted
amino group, a substituted boryl group, an alkoxy group or
an aryloxy group; X, Y and Z, each represent independently
a saturated or unsaturated hydrocarbon group, an aromatic
group, a heterocyclic group, a substituted amino group, an
alkoxy group or an aryloxy group; substituents of Z, and Z,
may be combined with each other to form a fused ring; n
represents an integer of 1 to 3, and when n is 2 or more, Z,’s
may be different; provided that a case in which n is 1 and X,
Y and R, are methyl and in which Ry is a hydrogen atom or
a substituted boryl group and a case in which n is 3 and Z,
is methyl are not included).

a ®
N

Ga—1L
Qz/

[wherein Q' and Q each represent independently a ligand
represented by the following Formula (G), and L represents
a halogen atom, a substituted or non-substituted alkyl group,
a substituted or non-substituted cycloalkyl group, a substi-
tuted or non-substituted aryl group, a substituted or non-
substituted heterocyclic group, —OR® (R! is a hydrogen
atom, a substituted or non-substituted alkyl group, a substi-
tuted or non-substituted cycloalkyl group, a substituted or
non-substituted aryl group or a substituted or non-substi-
tuted heterocyclic group) or a ligand represented by
—0—Ga-Q*(Q*) (Q° and Q* are the same as Q' and Q?)]:

©)

______

[wherein rings A' and A are a six-membered aryl ring
structure which may have a substituent and in which they are
fused with each other].

[0161] The above metal complex has a strong property of
an n type semiconductor and a large electron injecting
ability. Further, since it has low production energy in form-
ing the complex, a bonding property between the metal and
the ligand in the metal complex formed becomes firm, and
a fluorescence quantum efficiency of the luminescent mate-
rial grows larger as well.

[0162] The specific examples of substituents of the rings
A' and A? forming the ligand represented by Formula (G)
include a halogen atom such as chlorine, bromine, iodine
and fluorine, a substituted or non-substituted alkyl group
such as methyl, ethyl, propyl, butyl, s-butyl, t-butyl, pentyl,
hexyl, heptyl, octyl, stearyl, trichloromethyl and the like, a
substituted or non-substituted aryl group such as phenyl,
naphthyl, 3-methylphenyl, 3-methoxyphenyl, 3-fluorophe-
nyl, 3-trichloromethylphenyl, 3-trifluoromethylphenyl, 3-ni-
trophenyl and the like, a substituted or non-substituted
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alkoxy group such as methoxy, n-butoxy, t-butoxy, trichlo-
romethoxy, trifluoroethoxy, pentatfluoropropoxy, 2,2,3,3-tet-
rafluoropropoxy, 1,1,3,3,3-hexafluoro-2-propoxy, 6-(per-
fluoroethyl)hexyloxy and the like, a substituted or non-
substituted aryloxy group such as phenoxy, p-nitrophenoxy,
p-t-butylphenoxy, 3-fluorophenoxy, pentafluorophenoxy,
3-trifluoromethylphenoxy and the like, a substituted or non-
substituted alkylthio group such as methylthio, ethylthio,
t-butylthio, hexylthio, octylthio trifluoromethylthio and the
like, a substituted or non-substituted arylthio group such as
phenylthio, p-nitrophenylthio, p-t-butylphenylthio, 3-fluo-
rophenylthio, pentafluorophenylthio, 3-trifluoromethylphe-
nylthio and the like, a cyano group, a nitro group, an amino
group, a mono- or disubstituted amino group such as meth-
ylamino, diethylamino, ethylamino, diethylamino, dipropy-
lamino, dibutylamino, diphenylamino and the like, an acy-
lamino group such as bis(acetoxymethyl)amino, bis
(acetoxyethyl)amino, bis(acetoxypropyl)amino, bis
(acetoxybutyl)amino and the like, a hydroxy group, a siloxy
group, an acyl group, a carbamoyl group such as methyl-
carbamoyl, dimethylcarbamoyl, ethylcarbamoyl, diethylcar-
bamoyl, propylcarbamoyl, butylcarbamoyl, phenylcarbam-
oyl and the like, a carboxylic acid group, a sulfonic acid
group, an imide group, a cycloalkyl group such as cyclo-
pentane, cyclohexyl and the like, an aryl group such as
phenyl, naphthyl, biphenyl, anthranyl, phenanthryl, fluore-
nyl, pyrenyl and the like and a heterocyclic group such as
pyridinyl, pyrazinyl, pyrimidinyl, pyridazinyl, triazinyl,
indolinyl, quinolinyl, acridinyl, pyrrolidinyl, dioxanyl, pip-
eridinyl, morpholidinyl, piperazinyl, triatinyl, carbazolyl,
furanyl, thiophenyl, oxazolyl, oxadiazolyl, benzoxazolyl,
thiazolyl, thiadiazolyl, benzothiazolyl, triazolyl, imidazolyl,
benzimidazolyl, puranyl and the like. Further, the substitu-
ents described above may be combined with each other to
form six-membered aryl rings or heterocycles.

[0163] The preferred mode of the organic EL device of the
present invention includes a device containing a reducing
dopant in the region which transports an electron or an
interfacial region between the cathode and the organic layer.
In this case, the reducing dopant is defined by a substance
which can reduce an electron transporting compound.
Accordingly, various compounds can be used as long as they
have a reducing property of some extent, and capable of
being suitably used is at least one substance selected from
the group consisting of, for example, alkali metals, alkaline
earth metals, rare earth metals, oxides of alkali metals,
halides of alkali metals, oxides of alkaline earth metals,
halides of alkaline earth metals, oxides of rare earth metals
or halides of rare earth metals, organic complexes of alkali
metals, organic complexes of alkaline earth metals and
organic complexes of rare earth metals.

[0164] To be more specific, the preferred reducing dopant
includes at least one alkali metal selected from the group
consisting of Na (work function: 2.36 eV), K (work func-
tion: 2.28 eV), Rb (work function: 2.16 eV) and Cs (work
function: 1.95 eV) and at least one alkaline earth metal
selected from the group consisting of Ca (work function: 2.9
eV), Sr (work function: 2.0 to 2.5 eV) and Ba (work
function: 2.52 eV), and the compounds having a work
function of 2.9 eV or less are particularly preferred. Among
them, the more preferred reducing dopant is at least one
alkali metal selected from the group consisting of K, Rb and
Cs, and it is more preferably Rb or Cs. It is most preferably
Cs. The above alkali metals have a particularly high reduc-
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ing ability, and addition of a relatively small amount thereof
to the electron injecting zone makes it possible to raise a
light emitting luminance in the organic EL device and
extend a lifetime thereof. The combination of two or more
kinds of the above alkali metals is preferred as the reducing
dopant having a work function of 2.9 eV or less, and
particularly preferred is the combination containing Cs, for
example, Cs with Na, Cs with K, Cs with Rb or Cs with Na
and K. Containing Cs in combination makes it possible to
efficiently exhibit the reducing ability, and addition thereof
to the electron injecting zone makes it possible to enhance
a light emitting luminance in the organic EL. device and
extend a lifetime thereof.

[0165] In the present invention, an electron injecting layer
constituted from an insulator and a semiconductor may
further be provided between the cathode and the organic
layer. In this case, an electric current can effectively be
prevented from leaking to enhance the electron injecting
property. Preferably used as the above insulator is at least
one metal compound selected from the group consisting of
alkali metal chalcogenides, alkaline earth metal chalco-
genides, halides of alkali metals and halides of alkaline earth
metals. If the electron injecting layer is constituted from the
above alkali metal chalcogenides, it is preferred from the
viewpoint that the electron injecting property can further be
enhanced. To be specific, the preferred alkali metal chalco-
genides include, for example, Li,0, K,O, Na,S, Na,Se and
Na,O, and the preferred alkaline earth metal chalcogenides
include, for example, CaO, BaO, SrO, BeO, BaS and CaSe.
Also, the preferred halides of alkali metals include, for
example, LiF, NaF, KF, LiCl, KCl and NaCl. Further, the
preferred halides of alkaline earth metals include, for
example, fluorides such as CaF,, BaF,, SrF,, MgF, and
BeF, and halides other than the fluorides.

[0166] The semiconductor constituting the electron trans-
porting layer includes one kind alone of oxides, nitrides or
nitride oxides containing at least one element of Ba, Ca, Sr,
Yb, Al, Ga, In, Li, Na, Cd, Mg, Si, Ta, Sb and Zn or
combinations of two or more kinds thereof. The inorganic
compound constituting the electron transporting layer is
preferably a crystallite or amorphous insulating thin film. If
the electron transporting layer is constituted from the above
insulating thin film, the more homogeneous thin film is
formed, and therefore picture element defects such as dark
spots can be reduced. The above inorganic compound
includes the alkali metal chalcogenides, the alkaline earth
metal chalcogenides, the halides of alkali metals and the
halides of alkaline earth metals each described above.

(7) Cathode

[0167] Substances using metals, alloys, electroconductive
compounds and mixtures thereof each having a small work
function (4 eV or less) for the electrode material are used as
the cathode in order to inject electrons into the electron
injecting and transporting layer or the light emitting layer.
The specific examples of the above electrode material
include sodium, sodium.cndot.potassium alloys, magne-
sium, lithium, magnesium.cndot.silver alloys, aluminum/
aluminum oxide, aluminum.cndot.lithium alloys, indium
and rare earth metals.

[0168] The above cathode can be prepared by forming a
thin film from the above electrode materials by a method
such as vapor deposition, sputtering and the like.
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[0169] In this respect, when light emitted from the light
emitting layer is taken out from the cathode, a light trans-
mittance of the cathode based on light emitted is preferably
larger than 10%.

[0170] A sheet resistance of the cathode is preferably
several hundred €2/[] or less, and a film thickness thereof is
usually 10 nm to 1 um, preferably 50 to 200 nm.

(8) Insulating Layer

[0171] The organic EL device is liable to cause picture
element defects by leak and short circuit. In order to prevent
this, an insulating thin film layer is preferably interposed
between a pair of the electrodes.

[0172] A material used for the insulating layer includes,
for example, aluminum oxide, lithium fluoride, lithium
oxide, cesium fluoride, cesium oxide, magnesium oxide,
magnesium fluoride, calcium oxide, calcium fluoride, alu-
minum nitride, titanium oxide, silicon oxide, germanium
oxide, silicon nitride, boron nitride, molybdenum oxide,
ruthenium oxide, vanadium oxide and the like, and mixtures
and laminates thereof may be used.

(9) Production Process for Organic EL Device

[0173] According to the materials and the forming meth-
ods which have been shown above as the examples, the
anode, the light emitting layer, if necessary, the hole inject-
ing and transporting layer and, if necessary, the electro
injecting and transporting layer are formed, and further the
cathode is formed, whereby the organic EL. device can be
prepared. Also, the organic EL device can be prepared as
well from the cathode to the anode in an order which is
reverse to what was described above.

[0174] A preparation example of an organic EL. device
having a structure in which an anode/a hole injecting layer/a
light emitting layer/an electron injecting layer/a cathode are
provided in order on a light transmitting substrate shall be
described below.

[0175] First, a thin film comprising an anode material is
formed on a suitable light transmitting substrate by a method
such as deposition, sputtering and the like so that a film
thickness falling in a range of 1 um or less, preferably 10 to
200 nm is obtained, whereby an anode is prepared. Next, a
hole injecting layer is provided on this anode. The hole
injecting layer can be formed, as described above, by a
method such as a vacuum vapor deposition method, a spin
coating method, a casting method, an LB method and the
like, and it is formed preferably by the vacuum vapor
deposition method from the viewpoints that the homoge-
neous film is liable to be obtained and that pinholes are less
liable to be produced. When forming the hole injecting layer
by the vacuum vapor deposition method, the depositing
conditions thereof are varied according to the compounds
used (materials for the hole injecting layer), the crystal
structure of the targeted hole injecting layer and the recom-
bination structure, and in general, they are suitably selected
preferably in the ranges of a depositing source temperature
of 50 to 450° C., a vacuum degree of 1077 to 10> Torr, a
depositing speed of 0.01 to 50 nm/second, a substrate
temperature of —=50 to 300° C. and a film thickness of 5 nm
to 5 um.

[0176] Next, a light emitting layer can be formed on the
hole injecting layer by making a thin film from the desired
organic luminescent material by a method such as a vacuum
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vapor deposition method, sputtering, a spin coating method,
a casting method and the like, and it is formed preferably by
the vacuum vapor deposition method from the viewpoints
that the homogeneous film is liable to be obtained and that
pinholes are less liable to be produced. When forming the
light emitting layer by the vacuum vapor deposition method,
the depositing conditions thereof are varied according to the
compounds used, and in general, they can be selected from
the same condition ranges as in the hole injecting layer.
[0177] Next, an electron injecting layer is provided on the
above light emitting layer. It is formed preferably by the
vacuum vapor deposition method as is the case with the hole
injecting layer and the light emitting layer since the homo-
geneous film has to be obtained. The depositing conditions
thereof can be selected from the same condition ranges as in
the hole injecting layer and the light emitting layer.

[0178] The aromatic amine compound of the present
invention can be codeposited together with the other mate-
rials, though varied depending on that it is added to any layer
in the light emitting zone and the hole transporting zone,
when using the vacuum vapor deposition method. When
using the spin coating method, it can be added by mixing
with the other materials.

[0179] Lastly, a cathode is laminated, whereby an organic
EL device can be obtained.

[0180] The cathode is constituted from metal, and there-
fore the vapor deposition method and the sputtering method
can be used. However, the vacuum vapor deposition method
is preferred in order to protect the organic substance layer of
the base from being damaged in making the film.

[0181] The above organic EL device is preferably pre-
pared serially from the anode up to the cathode after being
evacuated once.

[0182] The forming methods of the respective layers in the
organic EL. device of the present invention shall not spe-
cifically be restricted, and the forming methods carried out
by the vacuum vapor deposition method and the spin coating
method which have so far publicly been known can be used.
The organic thin film layer containing the compound rep-
resented by Formula (1) described above which is used for
the organic EL device of the present invention can be formed
by a publicly known method carried out by a coating method
such as a vacuum vapor deposition method, a molecular
beam epitaxy method (MBE method) or, using a solution
prepared by dissolving the compounds into a solvent, in
accordance with a known coating process such as the
dipping process, the spin coating process, the casting pro-
cess, the bar coating process, or the roll coating process.
[0183] The film thicknesses of the respective organic
layers in the organic EL device of the present invention shall
not specifically be restricted, and in general, if the film
thicknesses are too small, defects such as pinholes are liable
to be caused. On the other hand, if they are too large, high
voltage has to be applied, and the efficiency is deteriorated,
so that they fall preferably in a range of several nm to 1 um.
[0184] When applying a direct voltage to the organic EL
device, light emission can be observed by applying a voltage
of 5 to 40 V setting a polarity of the anode to plus and that
of the cathode to minus. An electric current does not flow by
applying a voltage at a reverse polarity, and light emission
is not caused at all. Further, when applying an AC voltage,
uniform light emission can be observed only when the anode
has a plus polarity and the cathode has a minus polarity. The
waveform of an alternating current applied may be optional.
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EXAMPLES
[0185] The present invention shall be explained in further
details below with reference to synthetic examples and

examples. Intermediates synthesized in Synthetic Examples
1 to 14 have the following structures:

Intermediate 2

Intermediate 3

Intermediate 1

—

iy

Intermediate 4

Intermediate 5

Intermediate 6
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Synthetic Example 1 (Synthesis of Intermediate 1)
O C [0186] A three neck flask of 1000 ml was charged with 47
Q O g of 4-bromobiphenyl, 23 g of iodine, 9.4 g of periodic acid
dihydrate, 42 ml of water, 360 mL of acetic acid and 11 mL
of sulfuric acid under argon flow, and the mixture was stirred
/N N\ at 65° C. for 30 minutes and then reacted at 90° C. for 6
H H hours. The reaction product was poured into ice and water

and filtered. The filtered matter was washed with water and
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then with methanol, whereby 67 g of a white powder was
obtained. The principal peak of m/z=358 and 360 versus
C,,H,Br[=359 was obtained by analysis of FD-MS, and
therefore it was identified as the intermediate 1.

Synthetic Example 2 (Synthesis of Intermediate 2)

[0187] A three neck flask of 300 ml was charged with 10
g of p-terphenyl, 12 g of iodine, 4.9 g of periodic acid
dihydrate, 20 mL of water, 170 mL of acetic acid and 22 mL.
of sulfuric acid under argon flow, and the mixture was stirred
at 65° C. for 30 minutes and then reacted at 90° C. for 6
hours. The reaction product was poured into ice and water
and filtered. The filtered matter was washed with water and
then with methanol, whereby 18 g of a white powder was
obtained. The principal peak of m/z=482 versus
C,gH,,1,=482 was obtained by analysis of FD-MS, and
therefore it was identified as the intermediate 2.

Synthetic Example 3 (Synthesis of Intermediate 3)

[0188] A three neck flask of 1000 ml was charged with
42.4 g of 4-dibenzofuranboronic acid, 56.0 g of 4-iodobro-
mobenzene, 6.9 g of tetrakis-(triphenylphosphine)palladium
(Pd(PPh;),), 320 mL of a sodium carbonate (Na,CO,)
solution of 2M and 320 mL of toluene under argon flow, and
then they were reacted at 80° C. for 8 hours. The reaction
solution was extracted with toluene/water, and the extract
was dried on anhydrous sodium sulfate. This was concen-
trated under reduced pressure, and a crude product obtained
was refined through a column, whereby 28.5 g of a white
powder was obtained. It was identified as the intermediate 3
by analysis of FD-MS.

Synthetic Example 4 (Synthesis of Intermediate 4)

[0189] Reaction was carried out in the same manner,
except that in Synthetic Example 3, 71 g of the intermediate
1 was used in place of 4-iodobromobenzene, whereby 42.4
g of a white powder was obtained. It was identified as the
intermediate 4 by analysis of FD-MS.

Synthetic Example 5 (Synthesis of Intermediate 5)

[0190] A three neck flask of 500 ml was charged with 24.9
g of 2-bromodibenzofuran obtained by a synthetic method
described in a document (J. Org. Chem., 62, 5, 1997, 1348
to 1355), 80 mL of dehydrated ether and 80 mL of dehy-
drated toluene under argon flow. 120 mmol of a n-butyl-
lithium/hexane solution was poured thereinto at -30° C. to
carry out reaction at 0° C. for one hour. The reaction solution
was cooled down to -70° C., and 70 mL of triisopropyl
borate (B(OiPr);) was poured thereinto. The solution was
heated slowly up to room temperature and stirred for one
hour. The solution to which 80 mL of 10% hydrochloric acid
was added was extracted with ethyl acetate/water, and then
the extract was dried on anhydrous sodium sulfate. The
solution was concentrated and washed with hexane to
thereby obtain 10.4 g of a boronic acid compound.

[0191] Reaction was carried out in the same manner,
except that in Synthetic Example 3, 42.4 g of 2-dibenzo-
furanboronic acid obtained above was used in place of
4-dibenzofuranboronic acid, whereby 24.6 g of a white
powder was obtained. It was identified as the intermediate 5
by analysis of FD-MS.
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Synthetic Example 6 (Synthesis of Intermediate 6)

[0192] A flask was charged with 5.5 g of aniline, 16.2 g of
the intermediate 3, 6.8 g of sodium t-butoxide (manufac-
tured by Hiroshima Wako Co., Ltd.), 0.46 g of tris(diben-
zylideneacetone)dipalladium (0) (manufactured by Aldrich
Co., Ltd.) and 300 mL of dehydrated toluene under argon
flow to carry out reaction at 80° C. for 8 hours.

[0193] After cooling down, 500 ml of water was added
thereto, and the mixture was filtered through celite. The
filtrate was extracted with toluene, and the extract was dried
on anhydrous magnesium sulfate. This was concentrated
under reduced pressure, and a crude product obtained was
refined through a column and recrystallized from toluene. It
was separated by filtration and then dried, whereby 10.1 g of
a pale yellow powder was obtained. It was identified as the
intermediate 6 by analysis of FD-MS.

Synthetic Example 7 (Synthesis of Intermediate 7)

[0194] A flask was charged with 10 g of the intermediate
6, 8.8 g of 1-bromo-4-iodobenzene (manufactured by
Aldrich Co., [td.), 3 g of sodium t-butoxide (manufactured
by Hiroshima Wako Co., [td.), 0.5 g of bis(triphenylphos-
phine)palladium chloride (IT) (manufactured by Tokyo Kasei
Kogyo Co., [.td.) and 500 ml of xylene under argon flow to
carry out reaction at 130° C. for 24 hours.

[0195] After cooling down, 1000 ml of water was added
thereto, and the mixture was filtered through celite. The
filtrate was extracted with toluene, and the extract was dried
on anhydrous magnesium sulfate. This was concentrated
under reduced pressure, and a crude product obtained was
refined through a column and recrystallized from toluene. It
was separated by filtration and then dried, whereby 3.2 g of
a pale yellow powder was obtained. It was identified as the
intermediate 7 by analysis of FD-MS.

Synthetic Example 8 (Synthesis of Intermediate 8)

[0196] Reaction was carried out in the same manner,
except that in Synthetic Example 3, 71 g of 4-bromoaniline
was used in place of 4-iodobromobenzene, whereby 26.4 g
of a white powder was obtained. It was identified as the
intermediate 8 by analysis of FD-MS.

Synthetic Example 9 (Synthesis of Intermediate 9)

[0197] Reaction was carried out in the same manner,
except that in Synthetic Example 7, 5.2 g of diphenylamine
was used in place of the intermediate 3 and that 11.0 g of the
intermediate 1 was used in place of 1-bromo-4-iodobenzene,
whereby 2.6 g of a white powder was obtained. It was
identified as the intermediate 9 by analysis of FD-MS.

Synthetic Example 10 (Synthesis of Intermediate
10)

[0198] Reaction was carried out in the same manner,
except that in Synthetic Example 6, 13.0 g of the interme-
diate 8 was used in place of aniline and that 11.6 g of
4-bromobiphenyl was used in place of the intermediate 4,
whereby 13.1 g of a white powder was obtained. It was
identified as the intermediate 10 by analysis of FD-MS.
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Synthetic Example 11 (Synthesis of Intermediate
11)

[0199] A flask was charged with 547 g of 1-acetamide-
naphthalene (manufactured by Tokyo Kasei Kogyo Co.,
Ltd.), 400 g of 4,4'-diiodobiphenyl (manufactured by Wako
Pure Chemical Industries, Ltd.), 544 g of potassium carbon-
ate (manufactured by Wako Pure Chemical Industries, [.td.),
12.5 g of copper powder (manufactured by Wako Pure
Chemical Industries, Ltd.) and 2 L of decalin under argon
flow to carry out reaction at 190° C. for 4 days.

[0200] The reaction solution was cooled down after reac-
tion, and insoluble matters were obtained by filtration. The
filtered matter was dissolved in 4.5 L of toluene to remove
insoluble matters, and then it was subjected to activated
carbon treatment and concentrated. Acetone 3 L was added
thereto to obtain 382 g of deposited crystal by filtration.
[0201] This was suspended in 5 L of ethylene glycol
(manufactured by Wako Pure Chemical Industries, Ltd.) and
50 mL of water, and 145 g of a 85% potassium hydroxide
aqueous solution was added thereto, followed by carrying
out reaction at 120° C. for 2 hours.

[0202] After finishing the reaction, the reaction liquid was
poured into 10 L of water, and deposited crystal was
obtained by filtration and washed with water and methanol.
[0203] The crystal thus obtained was dissolved in 3 LL of
tetrahydrofuran by heating. The solution was treated with
activated carbon black and then concentrated, and acetone
was added thereto to deposit crystal. This was separated by
filtration to obtain 264 g of a white powder. It was identified
as the intermediate 11 by analysis of FD-MS.

Synthetic Example 12 (Synthesis of Intermediate
12)

[0204] A three neck flask of 200 ml was charged with 20.0
g of 4-bromobiphenyl (manufactured by Tokyo Kasei
Kogyo Co., Ltd.), 8.64 g of sodium t-butoxide (manufac-
tured by Wako Pure Chemical Industries, Ltd.) and 84 mg of
palladium acetate (manufactured by Wako Pure Chemical
Industries, [.td.). Further, a stirring rod was put therein, and
rubber caps were set at both sided of the flask. A Gimroth
condenser for refluxing was set in the neck of the center, and
a three-way cock and a balloon charged with argon gas were
set thereon to substitute the inside of the system three times
with the argon gas in the balloon by means of a vacuum
pump.

[0205] Next, 120 mL of dehydrated toluene (manufactured
by Hiroshima Wako Co., Ltd.), 4.08 mL of benzylamine
(manufactured by Tokyo Kasei Kogyo Co., [.td.) and 338 ul.
of tris-t-butylphsosphine (a 2.22 mol/LL toluene solution,
manufactured by Aldrich Co., L.td.) were added thereto
through a rubber septum by means of a syringe and stirred
at room temperature for 5 minutes. Next, the flask was set on
an oil bath and gradually heated up to 120° C. while stirring
the solution. After 7 hours passed, the flask was taken off
from the oil bath to terminate the reaction, and it was left
standing for 12 hours under argon atmosphere. The reaction
solution was transferred into a separating funnel, and 600
mL of dichloromethane was added thereto to dissolve the
precipitate. The organic layer was washed with 120 mL of a
saturated brine and then dried on anhydrous potassium
carbonate. The solvent of the organic layer obtained by
filtering off potassium carbonate was distilled off, and 400
mL of toluene and 80 mL of ethanol were added to the
resulting residue. The flask to which a drying tube was
mounted was heated to 80° C. to completely dissolve the
residue. Then, the flask was left standing for 12 hours and
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slowly cooled down to room temperature to thereby expedite
recrystallization. Deposited crystal was separated by filtra-
tion and dried under vacuum at 60° C., whereby 13.5 g of
N,N-di-(4-biphenylyl)-benzylamine was obtained. A single
neck flask of 300 mL was charged with 1.35 g of N,N-di-
(4-biphenylyl)-benzylamine and 135 mg of palladium-acti-
vated carbon black (palladium content: 10% by weight,
manufactured by Hiroshima Wako Co., [.td.), and 100 mL of
chloroform and 20 mL of ethanol were added to dissolve it.
Next, a stirring rod was put in the flask, and then a three-way
cock which was equipped a balloon charged with 2 L of
hydrogen gas was mounted to the flask. The inside of the
flask was substituted 10 times with hydrogen gas by means
of'a vacuum pump. Lost hydrogen gas was newly charged to
set again a volume of hydrogen gas to 2 L, and then the
solution was vigorously stirred at room temperature. After
stirring for 30 hours, 100 mL of dichloromethane was added
thereto to separate the catalyst by filtration. Next, the
solution obtained was transferred into a separating funnel
and washed with 50 mL of a sodium hydrogencarbonate
saturated aqueous solution, and then the organic layer was
separated and dried on anhydrous potassium carbonate.
After filtered, the solvent was distilled off, and 50 mL of
toluene was added to the resulting residue to carry out
recrystallization. Deposited crystal was separated by filtra-
tion and dried under vacuum at 50° C., whereby 0.99 g of
di-4-biphenylylamine was obtained.

[0206] A flask was charged with 10 g of di-4-bipheny-
lylamine, 9.7 g of 4,4'-dibromobiphenyl (manufactured by
Tokyo Kasei Kogyo Co., Ltd.), 3 g of sodium t-butoxide
(manufactured by Hiroshima Wako Co., Ltd.), 0.5 g of
bis(triphenylphosphine)palladium chloride (II) (manufac-
tured by Tokyo Kasei Kogyo Co., L.td.) and 500 ml of xylene
under argon flow to carry out reaction at 130° C. for 24
hours. After cooling down, 1000 ml of water was added
thereto, and the mixture was filtered through celite. The
filtrate was extracted with toluene, and the extract was dried
on anhydrous magnesium sulfate. This was concentrated
under reduced pressure, and a crude product obtained was
refined through a column and recrystallized from toluene. It
was separated by filtration and then dried, whereby 9.1 g of
4'-bromo-N,N-dibiphenylyl-4-amino-1,1"-biphenyl  (inter-
mediate 12).

Synthetic Example 13 (Synthesis of Intermediate
13)

[0207] Reaction was carried out in the same manner,
except that in Synthetic Example 10, 8.0 g of 1-bromonaph-
thalene was used in place of 4-bromobiphenyl, whereby 9.6
g of a white powder was obtained. It was identified as the
intermediate 13 by analysis of FD-MS.

Synthetic Example 14 (Synthesis of Intermediate
14)

[0208] Reaction was carried out in the same manner,
except that in Synthetic Example 10, 16.1 g of the interme-
diate 3 was used in place of 4-bromobiphenyl, whereby 10.5
g of a white powder was obtained. It was identified as the
intermediate 14 by analysis of FD-MS.

[0209] Compounds H1 to 15 which are the aromatic amine
derivatives of the present invention synthesized in the fol-
lowing Synthetic Practical Examples 1 to 15 and a com-
parative compound 1 used in Comparative Example 1 have
the following structures:



Mar. 14, 2019

US 2019/0081245 Al

35

H1

H2
H3

@m’“ :wbw aowvw
Q@dﬁ %@dﬁ QOMON



Mar. 14, 2019

US 2019/0081245 Al

36

-continued

H4

O
J
J

J0

@)

HS5
H6

IS
@w’h :»QQ



Mar. 14, 2019

US 2019/0081245 Al

37

-continued

H7

H8
H9

:m% :mob :m%

deﬁ oou@w MQMON



Mar. 14, 2019

US 2019/0081245 Al

38

-continued

H10

H12

H11

o

i

&

S
a



Mar. 14, 2019

US 2019/0081245 Al

39

-continued

H13

H14

H15



US 2019/0081245 Al

40

Mar. 14, 2019

-continued

“o ot

Synthetic Practical Example 1 (Synthesis of
Compound H1)

[0210] A flask was charged with 3.4 g of N,N'-diphenyl-
benzidine, 6.8 g of the intermediate 3, 2.6 g of sodium
t-butoxide (manufactured by Hiroshima Wako Co., Ltd.), 92
mg of tris(dibenzylideneacetone)-dipalladium (O) (manu-
factured by Aldrich Co., [.td.), 42 mg of tri-t-butylphosphine
and 100 mL of dehydrated toluene under argon flow to carry
out reaction at 80° C. for 8 hours.

[0211] After cooling down, 500 mL of water was added
thereto, and the mixture was filtered through celite. The
filtrate was extracted with toluene, and the extract was dried
on anhydrous magnesium sulfate. This was concentrated
under reduced pressure, and a crude product obtained was
refined through a column and recrystallized from toluene. It
was separated by filtration and then dried, whereby 4.1 g of
a pale yellow powder was obtained. It was identified as the
compound H1 by analysis of FD-MS (field desorption mass
spectrum).

Synthetic Practical Example 2 (Synthesis of
Compound H2)

[0212] A flask was charged with 4.1 g of 4,4'-diiodobi-
phenyl, 7.0 g of the intermediate 8, 2.6 g of sodium
t-butoxide (manufactured by Hiroshima Wako Co., Ltd.), 92
mg of tris(dibenzylideneacetone)-dipalladium (O) (manu-
factured by Aldrich Co., [.td.), 42 mg of tri-t-butylphosphine
and 100 mL of dehydrated toluene under argon flow to carry
out reaction at 80° C. for 8 hours.

[0213] After cooling down, 500 mL of water was added
thereto, and the mixture was filtered through celite. The
filtrate was extracted with toluene, and the extract was dried
on anhydrous magnesium sulfate. This was concentrated
under reduced pressure, and a crude product obtained was
refined through a column and recrystallized from toluene. It
was separated by filtration and then dried, whereby 4.9 g of
a pale yellow powder was obtained. It was identified as the
compound H2 by analysis of FD-MS (field desorption mass
spectrum).

Synthetic Practical Example 3 (Synthesis of
Compound H3)

[0214] Reaction was carried out in the same manner,
except that in Synthetic Practical Example 1, 4.4 g of the

o~ e

Comparative Compound 1

intermediate 11 was used in place of N,N-diphenylbenzi-
dine, whereby 5.2 g of a pale yellow powder was obtained.
It was identified as the compound H3 by analysis of FD-MS.

Synthetic Practical Example 4 (Synthesis of
Compound H4)

[0215] Reaction was carried out in the same manner,
except that in Synthetic Practical Example 1, 8.4 g of the
intermediate 4 was used in place of the intermediate 3,
whereby 4.6 g of a pale yellow powder was obtained. It was
identified as the compound H4 by analysis of FD-MS.

Synthetic Practical Example 5 (Synthesis of
Compound HS)

[0216] Reaction was carried out in the same manner,
except that in Synthetic Practical Example 1, 6.8 g of the
intermediate 5 was used in place of the intermediate 3,
whereby 3.9 g of a pale yellow powder was obtained. It was
identified as the compound H5 by analysis of FD-MS.

Synthetic Practical Example 6 (Synthesis of
Compound H6)

[0217] A flask was charged with 8.2 g of the intermediate
10, 11.0 g of the intermediate 12, 2.6 g of sodium t-butoxide
(manufactured by Hiroshima Wako Co., Ltd.), 92 mg of
tris(dibenzylideneacetone)-dipalladium (O) (manufactured
by Aldrich Co., Ltd.), 42 mg of tri-t-butylphosphine and 100
ml, of dehydrated toluene under argon flow to carry out
reaction at 80° C. for 8 hours.

[0218] After cooling down, 500 mL of water was added
thereto, and the mixture was filtered through celite. The
filtrate was extracted with toluene, and the extract was dried
on anhydrous magnesium sulfate. This was concentrated
under reduced pressure, and a crude product obtained was
refined through a column and recrystallized from toluene. It
was separated by filtration and then dried, whereby 13.1 g of
a pale yellow powder was obtained. It was identified as the
compound H6 by analysis of FD-MS (field desorption mass
spectrum).
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Synthetic Practical Example 7 (Synthesis of
Compound H7)

[0219] Reaction was carried out in the same manner,
except that in Synthetic Practical Example 6, 6.5 g of the
intermediate 6 was used in place of the intermediate 10,
whereby 8.2 g of a pale yellow powder was obtained. It was
identified as the compound H7 by analysis of FD-MS.

Synthetic Practical Example 8 (Synthesis of
Compound H)

[0220] Reaction was carried out in the same manner,
except that in Synthetic Practical Example 6, 7.7 g of the
intermediate 13 was used in place of the intermediate 10,
whereby 10.2 g of a pale yellow powder was obtained. It was
identified as the compound H8 by analysis of FD-MS.

Synthetic Practical Example 9 (Synthesis of
Compound H9)

[0221] Reaction was carried out in the same manner,
except that in Synthetic Practical Example 6, 10.3 g of the
intermediate 14 was used in place of the intermediate 10,
whereby 15.1 g of a pale yellow powder was obtained. It was
identified as the compound H9 by analysis of FD-MS.

Synthetic Practical Example 10 (Synthesis of
Compound H10)

[0222] Reaction was carried out in the same manner,
except that in Synthetic Practical Example 2, 4.8 g of
dibromoterphenyl was used in place of 4,4'-diiodobiphenyl
and that 7.0 g of the intermediate 6 was used in place of the
intermediate 10, whereby 4.8 g of a pale yellow powder was
obtained. It was identified as the compound H10 by analysis
of FD-MS.

Synthetic Practical Example 11 (Synthesis of
Compound H11)

[0223] Reaction was carried out in the same manner,
except that in Synthetic Practical Example 2, 3.3 g of
1,4-diiodobenzene was used in place of 4,4'-diiodobiphenyl,
whereby 4.1 g of a pale yellow powder was obtained. It was
identified as the compound H11 by analysis of FD-MS.

Synthetic Practical Example 12 (Synthesis of
Compound H12)

[0224] Reaction was carried out in the same manner,
except that in Synthetic Practical Example 1, 2.6 g of the
intermediate 10 was used in place of N,N'-diphenylbenzi-
dine and that 8.4 g of the intermediate 9 was used in place
of' the intermediate 3, whereby 5.9 g of a pale yellow powder
was obtained. It was identified as the compound H12 by
analysis of FD-MS.

Synthetic Practical Example 13 (Synthesis of
Compound H13)

[0225] Reaction was carried out in the same manner,
except that in Synthetic Practical Example 1, 10.3 g of the
intermediate 7 was used in place of the intermediate 3,
whereby 6.5 g of a pale yellow powder was obtained. It was
identified as the compound H13 by analysis of FD-MS.
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Synthetic Practical Example 14 (Synthesis of
Compound H14)

[0226] A three neck flask of 300 ml was charged with 6.3
g of 4-dibenzofuranboronic acid, 4.8 g of 4,4'.4"-tribro-
motriphenylamine, 104 mg of tetrakis-(triphenylphosphine)
palladium (Pd(PPh;),), 48 mL of a sodium carbonate
(Na,CO,) solution of 2M and 48 mL of toluene under argon
flow, and then they were reacted at 80° C. for 8 hours. The
reaction liquid was extracted with toluene/water, and the
extract was dried on anhydrous sodium sulfate. This was
concentrated under reduced pressure, and a crude product
obtained was refined through a column, whereby 3.9 g of a
whitish yellow powder was obtained. It was identified as the
compound H14 by analysis of FD-MS.

Synthetic Practical Example 15 (Synthesis of
Compound H15)

[0227] Reaction was carried out in the same manner,
except that in Synthetic Practical Example 10, 6.8 g of
4-dibenzothiopheneboronic acid was used in place of
4-dibenzofuranboronic acid and that 5.1 g of N,N'-diphe-
nylbenzidine was used in place of 4,4',4"-tribromotriph-
enylamine, whereby 7.2 g of a pale yellow powder was
obtained. It was identified as the compound H15 by analysis
of FD-MS.

Example 1 (Production of Organic EL Device)

[0228] A glass substrate (manufactured by Geomatech
Co., Ltd.) of 25 mmx75 mmx1.1 mm thickness equipped
with an ITO transparent electrode was subjected to super-
sonic wave washing in isopropyl alcohol for 5 minutes and
then to UV ozone washing for 30 minutes.

[0229] After washed, the glass substrate equipped with an
ITO transparent electrode line was loaded in a substrate
holder of a vacuum vapor deposition apparatus, and a film
of' a compound H232 shown below having a film thickness
of 60 nm was formed on a face of a side at which the
transparent electrode line was formed so that it covered the
transparent electrode described above. This H232 film func-
tions as a hole injecting layer. A film of the compound H1
described above having a film thickness of 20 nm was
formed as a hole transporting material on the above H232
film. This film functions as a hole transporting layer. Further,
a compound EM1 shown below was deposited thereon to
form a film having a film thickness of 40 nm. At the same
time, the following amine compound D1 having a styryl
group was deposited as a light emitting molecule so that a
weight ratio of EM1 to D1 was 40:2. This film functions as
a light emitting layer.

[0230] A film of Alq shown below having a film thickness
of 10 nm was formed on the above film. This film functions
as an electron injecting layer. Then, Li (L.i source: manu-
factured by Saesgetter Co., Ltd.) which was a reducing
dopant and Alq shown below were subjected to binary vapor
deposition to form an Alq:Li film (film thickness: 10 nm) as
an electron injecting layer (cathode). Metal Al was deposited
on the above Alq:Li film to form a metal cathode, whereby
an organic EL. device was formed.

[0231] Further, the organic EL device thus obtained was
measured for a current efficiency and observed for a lumi-
nescent color. The luminance was measured by means of
CS1000 manufactured by Konica Minolta Co., Ltd. to
calculate the current efficiency at 10 mA/cm?. Further, the
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half lifetime thereof in light emission was measured at an
initial luminance of 5000 cd/m? and room temperature in
operating at a DC constant electric current, and the results
thereof are shown in Table 1.

H232

Examples 2 to 9 (Production of Organic ELL
Devices)

[0232] Organic EL devices were prepared in the same
manner, except that in Example 1, compounds described in
Table 1 were used as hole transporting materials in place of
the compound HI1.
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[0233] The organic EL devices thus obtained were mea-
sured for a current efficiency and observed for a luminescent
color. Further, the half lifetimes thereof in light emission
were measured at an initial luminance of 5000 cd/m* and
room temperature in operating at a DC constant electric
current, and the results thereof are shown in Table 1.

Comparative Example 1

[0234] An organic ELL device was prepared in the same
manner, except that in Example 1, a comparative compound
1 (Comparative Example 1) was used as a hole transporting
material in place of the compound H1. The comparative
compound 1 was crystallized in vapor deposition, and a
normal device could not be prepared.

[0235] The organic EL device obtained was measured for
a current efficiency and observed for a luminescent color,
and the half lifetime thereof in light emission was measured
at an initial luminance of 5000 cd/m? and room temperature
in operating at a DC constant electric current, and the results
thereof are shown in Table 1.

TABLE 1

Hole Current Half

transporting efficiency  Luminescent lifetime

material (cd/A) color (hour)
Example 1 H1 5.1 blue 440
Example 2 H2 5.1 blue 420
Example 3 H3 4.9 blue 370
Example 4 H4 5.0 blue 410
Example 5 HS5 4.8 blue 400
Example 6 Hé6 5.0 blue 420
Example 7 H7 5.1 blue 440
Example 8 H8 4.8 blue 380
Example 9 H9 5.1 blue 410
Comparative Comparative 5.1 blue 280

Example 1 compound 1

Example 10 (Production of Organic EL Device)

[0236] An organic ELL device was prepared in the same
manner, except that in Example 1, the following compound
D2 having a styryl group was used in place of the amine
compound D1. Me represents methyl.

[0237] The organic EL device thus obtained was measured
for a current efficiency to find that it was 4.9 cd/A and that
a luminescent color was blue. Further, the half lifetime
thereof in light emission was measured at an initial lumi-
nance of 5000 cd/m? and room temperature in operating at
a DC constant electric current to find that it was 430 hours.

D2
Me,

N O
g N

Me
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Comparative Example 2

[0238] An organic EL device was prepared in the same
manner, except that in Example 10, the comparative com-
pound 1 described above was used as a hole transporting
material in place of the compound H1.

[0239] The organic EL device thus obtained was measured
for a current efficiency to find that it was 4.9 cd/A and that
a luminescent color was blue. Further, the half lifetime
thereof in light emission was measured at an initial lumi-
nance of 5000 cd/m? and room temperature in operating at
a DC constant electric current to find that it was 260 hours.

Example 11 (Production of Organic ELL Element)

[0240] An organic EL device was prepared in the same
manner, except that in Example 1, H1 was used in place of
H232 and that the comparative compound 1 described above
was used in place of H1.

[0241] The organic EL device thus obtained was measured
for a current efficiency to find that it was 5.1 cd/A and that
a luminescent color was blue. Further, the half lifetime
thereof in light emission was measured at an initial lumi-
nance of 5000 cd/m? and room temperature in operating at
a DC constant electric current to find that it was 360 hours.

INDUSTRIAL APPLICABILITY

[0242] As explained above in details, the aromatic amine
derivative of the present invention is less liable to be
crystallized in molecules, and addition thereof to the organic
thin film layer enhances a yield in producing the organic ELL
device and makes it possible to materialize the organic EL.
device having a long lifetime.

1-11. (canceled)

12. An organic electroluminescence device in which an
organic thin layer comprising plural layers including at least
a light emitting layer and a hole transporting layer is
interposed between a cathode and an anode, wherein at least
the hole transporting layer contains an aromatic amine
derivative represented by the following Formula (5) in the
form of a single component or a mixed component:

®

wherein at least one of Ar, to Ar, is represented by the
following Formula (3):

(©)

7
®Ry— |
\ X
N[
(Rs)g '

Re)h
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wherein R, to R, each are independently a hydrogen
atom, or a non-substituted aryl group having 5 to 50
ring carbon atoms;
X is an oxygen atom;
f and h each are an integer of 0 to 4; g is an integer of O
to 3; and 1 is an integer of 1 to 3;

in Formula (5), among Ar, to Ar,, the groups which are
not represented by Formula (3) each are independently
a substituted or non-substituted aryl group having 5 to
50 ring carbon atoms.

13-16. (canceled)

17. The organic electroluminescence device as described
in claim 12, wherein styrylamine and/or arylamine is con-
tained in the light emitting layer described above.

18. The organic electroluminescence device as described
in claim 12 emitting blue light.

19. The organic electroluminescence device as described
in claim 12, wherein R, to R4 are independently selected
from the group consisting of a phenyl group, a naphthyl
group, a biphenyl group, an anthranyl group, a phenanthryl
group, a pyrenyl group, a chrysenyl group, a fluoranthenyl
group and a fluorenyl group.

20. The organic electroluminescence device as described
in claim 12, wherein R, to R4 are independently selected
from the group consisting of a phenyl group, a naphthyl
group, or a biphenyl group.

21. The organic electroluminescence device as described
in claim 12, wherein among Ar, to Ar,, the groups which are
not represented by Formula (3) each are independently
selected from the group consisting of a phenyl group, a
naphthyl group, a biphenyl group, an anthranyl group, a
phenanthryl group, a pyrenyl group, a chrysenyl group, a
fluoranthenyl group and a fluorenyl group, each being
optionally substituted.

22. The organic electroluminescence device as described
in claim 12, wherein among Ar, to Ar,, the groups which are
not represented by Formula (3) each are independently
selected from the group consisting of a phenyl group, a
biphenylyl group, a terphenylyl group and, 9,9-dimethyl
fluorenyl group, each being optionally substituted.

23. The organic electroluminescence device as described
in claim 12, wherein among Ar, to Ar,, the groups which are
not represented by Formula (3) each are independently
selected from the group consisting of a phenyl group, a
naphtyl group, and a biphenylyl group, each being option-
ally substituted

24. The organic electroluminescence device as described
in claim 12, wherein Ar, is represented by Formula (3),

Arg is selected from the group consisting of a phenyl

group, a biphenylyl group, a terphenylyl group and,
9,9-dimethyl fluorenyl group, each being optionally
substituted, and

Ar, is selected from the group consisting of a phenyl

group, a biphenylyl group, a terphenylyl group and,
9,9-dimethyl fluorenyl group, each being optionally
substituted.

25. The organic electroluminescence device as described
in claim 12, wherein among Ar., to Ar,, the groups which are
not represented by Formula (3) each are independently an
non-substituted aryl group having 5 to 50 ring carbon atoms.

26. The organic electroluminescence device as described
in claim 12, wherein among Ar, to Ar,, the groups which are
not represented by Formula (3) each are independently
selected from the group consisting of a non-substituted
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phenyl group, a non-substituted biphenylyl group, a non-
substituted terphenylyl group, and a non-substituted 9,9-
dimethyl fluorenyl group.
27. The organic electroluminescence device as described
in claim 12, wherein Ar; is represented by Formula (3),
Ar, is selected from the group consisting of non-substi-
tuted phenyl group, a non-substituted biphenylyl group,
a non-substituted terphenylyl group, and a non-substi-
tuted 9,9-dimethyl fluorenyl group, and
Ar, is selected from the group consisting of a non-
substituted phenyl group, a non-substituted biphenylyl
group, a non-substituted terphenylyl group, and a non-
substituted 9,9-dimethyl fluorenyl group.
28. The organic electroluminescence device as described
in claim 12, wherein i is 1.
29. The organic electroluminescence device as described
in claim 12, wherein f is 0.
30. The organic electroluminescence device as described
in claim 12, wherein g is 0.
31. The organic electroluminescence device as described
in claim 12, wherein h is 0.
32. The organic electroluminescence device as described
in claim 12, wherein f and g are 0.
33. The organic electroluminescence device as described
in claim 12, wherein f, g, and h are 0.
34. The organic electroluminescence device as described
in claim 12, wherein Ar, to Ar, are represented by the
following Formula (3).

#* #* #* #* #*



