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The electroluminescent compound according to the in-
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ably lowers the operation voltage and enhance the power
efficiency.
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EP 2 034 001 A2
Description

[0001] The presentinvention relates to electroluminescent compounds comprised of metal complex exhibiting excellent
electric conductivity and luminescent properties with high efficiency, and electroluminescent devices comprising the
same as host material.

[0002] The most important factor to determine luminous efficiency in an OLED is the type of electroluminescent
material. Though fluorescent materials have been widely used as electroluminescent material up to the present, devel-
opment of phosphorescent materials is one of the best methods to improve the luminous efficiency theoretically up to
four (4) times, in view of electroluminescent mechanism.

[0003] Up to now, iridium (lll) complexes are widely known as phosphorescent material, including (acac)Ir(btp),, Ir
(ppy)s and Firpic, as the red, green and blue one, respectively. In particular, a lot of phosphorescent materials have
been recently investigated in Japan and Europe and America.

B :?'r-lb{\‘\ h — - E"!&QT
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{acaciiribtp)s irlppyls Firpic

[0004] As a host material for phosphorescent light emitting material, CBP is most widely known up to the present, and
OLEDs having high efficiency to which a hole blocking layer (such as BCP and BAIq) has been applied have been
known. Pioneer (Japan) or the like reported OLEDs having high efficiency using a BAlq derivative as the host.

CBP

BAlq BAlq 2=

[0005] Though the materials in prior art are advantageous in view of light emitting property, they have low glass
transition temperature and very poor thermal stability, so that the materials tend to be changed during high temperature
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vapor-deposition in vacuo. In an organic electroluminescent device (OLED), it is defined that power efficiency = (n/
voltage) x current efficiency. Thus, the power efficiency is inversely proportional to the voltage, and the power efficiency
should be higher in order to obtain lower power consumption of an OLED. In practice, an OLED employing phosphorescent
electroluminescent (EL) material shows significantly higher current efficiency (cd/A) than an OLED employing fluorescent
EL material. However, in case that a conventional material such as BAlq and CBP as host material of the phosphorescent
EL material is employed, no significant advantage can be obtained in terms of power efficiency (Im/w) because of higher
operating voltage as compared to an OLED employing a fluorescent material.

[0006] The present inventors invented EL compounds of the structures represented below, including the skeletal of
a mixed-type ligand metal complex, which has far better EL properties and physical properties than those of conventional
organic host materials or aluminum complexes; and filed as Korean Patent Application No. 2006-7467.
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[0007] Conventional complexes of this type have been already investigated extensively since the middle of 1990’s,
as an EL material such as blue EL material. However, those materials have been simply applied as an EL material, with
rare examples known to be applied as a host material for a phosphorescent EL material.

[0008] Inthe meanwhile, Japanese Patent Laid-Open No. 2002-305083 measures the device efficiencies with regard
to the compounds shown below, wherein the thiazole, benzothiazole and benzene rings are not substituted with any
substituent other than hydrogen. There is no disclosure about the compounds having different substituent(s). It is known
that Compound B provides power efficiency of 2.6 Im/W at 100 cd/m2, luminous efficiency of 5.3 cd/A and operation
voltage of 6.5 V, but any case having other substituent(s) on the ligand is not described.
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[0009] According to the present invention, developed was a metal complex material exhibiting excellent material
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stability, better electric conductivity and highly efficient EL properties as compared to conventional materials. A heter-
oatom having unpaired electron pair, included in an aromatic ring or in a side chain substituent, has a high tendency of
being coordinated with metal. Such a coordinate bond with very stable electrochemical property is a widely known
property of the complex. By means of such a property, the present invention have developed various ligands, and
prepared metal complexes, which were then applied as host material. Brief Description of Drawings

[0010] Fig. 1is a cross-sectional view of an OLED.

[0011] The object of the invention is to overcome the problems of conventional techniques as described above and
to provide electroluminescent compounds having the skeletal of ligand metal complexes which show highly excellent
electroluminescent properties and physical properties as compared to those of conventional organic host materials.
Another object of the invention is to provide electroluminescent devices comprising the electroluminescent compound
thus prepared as host material.

[0012] Thus, the present invention relates to electroluminescent compounds represented by Chemical Formula (1)
and electroluminescent devices comprising the same as host material.

Chemical Formula 1 LIL'M(Q),,,

wherein, ligand L has the structure shown below:

M represents a bivalent or trivalent metal;

m is 0 when M is a bivalent metal, while m is 1 when M is a trivalent metal;

Q represents (C6-C60)aryloxy or tri(C6-C30)arylsilyl, and the aryloxy or triarylsilyl of Q may be further substituted
by a linear or branched (C1-C60)alkyl or (C6-C60)aryl;

when X represents O, ring A is selected from the following structures:

SLN/ s/LN’ 0" N Ri~N"SN
Ri1 R R13 Rig Ris Ris Ry Rie

Ris4  Rs Riu Ris Ria  Ris

when X represents S, ring A is selected from the following structures:

’ d 4 4 4
4 4 4 d 4
,/ ’/ d d 4
N N ANTd ANV ANV
N N

0" N S Ras~N"SN Ras~N N N 0" N
=( ={ = =N 0 =N
R21 R22 R21 R22 R21 R22 R21 R21 R21
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R ~ ’
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R33 ~ N"
&
Ra4 Raq
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R, through R, independently represent hydrogen, (C1-C60)alkyl, halogen, cyano, (C3-C60)cycloalkyl, (C6-C60)
aryl, (C4-C60)heteroaryl, mono or di(C1-C30)alkylamino, mono or di(C6-C30)arylamino, tri(C1-C30)alkylsilyl, di
(C1-C30)alkyl(C6-C30)arylsilyl or tri(C6-C30)arylsilyl, or may be linked to an adjacent substituent via (C3-C12)
alkylene or (C3-C12)alkenylene to form a fused ring;

R44 through R47 independently represent hydrogen, (C1-C60)alkyl, (C6-C60)aryl, (C4-C60)heteroaryl, tri(C1-C30)
alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl, mono or di(C1-C30)alkylamino, mono or di(C6-C30)
arylamino, cyano or halogen, or R5 through R may be linked to an adjacent substituent via (C3-C12)alkylene or
(C3-C12)alkenylene to form a fused ring;

Ry, through R3g independently represent hydrogen, (C1-C60)alkyl, (C6-C60)aryl, (C4-C60)heteroaryl, tri(C1-C30)
alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl, mono or di(C1-C30)alkylamino, mono or di(C6-C30)
arylamino, cyano or halogen;

the alkyl, aryl or heteroaryl of R4 through R, or the fused ring formed therefrom by linkage to an adjacent substituent
via (C3-C12)alkylene or (C3-C12)alkenylene may be further substituted by one or more substituent(s) selected from
(C1-C60)alkyl, (C1-C60)alkyl substituted by halogen, (C6-C60)aryl, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)
arylsilyl, tri(C6-C30)arylsilyl, mono or di(C1-C30)alkylamino, mono or di(C6-C30)arylamino, cyano and halogen;
the alkyl, aryl or heteroaryl of R4 through Rg and R, through R39 may be further substituted by one or more
substituent(s) selected from (C1-C60)alkyl, (C1-C60)alkyl substituted by halogen, halogen, (C6-C60)aryl, mono or
di(C1-C30)alkylamino, mono or di(C6-C30)arylamino, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-
C30)arylsilyl and cyano.

Ligand L' may be selected from the following structures:
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wherein R4, Ry, Rz and R, are defined as in Chemical Formula 1;

R44 through R,¢ independently represents hydrogen, (C1-C60)alkyl, halogen, (C1-C60)alkyl substituted by halogen,
phenyl, naphthyl, biphenyl, fluorenyl, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl, di
(C1-C30)alkylamino, di(C6-C30)arylamino, thiophenyl or furanyl;

R47 represents (C1-C60)alkyl, phenyl or naphthyl;

R,4 and R,, independently represent hydrogen, (C1-C60)alkyl, halogen, (C1-C60)alkyl substituted by halogen,
phenyl, naphthyl, biphenyl, fluorenyl, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl, di
(C1-C30)alkylamino, di(C6-C30)arylamino, thiophenyl or furanyl;

Ry3 represents (C1-C60)alkyl, phenyl or naphthyl;

Ry, through Rsq independently represent hydrogen, (C1-C60)alkyl, halogen, (C1-C60)alkyl substituted by halogen,
phenyl, naphthyl, biphenyl, fluorenyl, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl, di
(C1-C30)alkylamino, di(C6-C30)arylamino, thiophenyl or furanyl;

R40 through R,3 independently represent hydrogen, (C1-C60)alkyl, (C1-C60)alkyl substituted by halogen, phenyl,
naphthyl, biphenyl, fluorenyl, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl, di(C1-C30)
alkylamino, di(C6-C30)arylamino or halogen; and

the phenyl, naphthyl, biphenyl, fluorenyl, thiophenyl or furanyl of R4 through R4z, Ry through R3g and R, through
R43 may be further substituted by one or more substituent(s) selected from (C1-C60)alkyl, halogen, phenyl, naphthyl,
fluorenyl, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl, di(C1-C30)alkylamino or di
(C6-C30)arylamino.

Ligand L' is preferably selected from the following structures:

Rs Rs R Rs
Rp._~_Rs Ro R4 3 Ry~ Ry
m RZ \/R4 ‘
- _
R1 O\ R1 S (@] ‘ PN R1 (0]
A - - - R S s -
S S T S N SN
{ a ) <F/ R/>:\R >7/\ <>:<>ﬁ
: 1 12
\_/ }J\ Rat Ra \>—</ \>
Ras  Roe Riu



]

10

15

20

25

30

35

40

45

50

55

EP 2 034 001 A2

R1 0. Ry S O.
SN SN Ay % IV A
Ris— /Rie —/ \ S\:<N O>_<—N S\ )
: Rig Ryg—, /
Ris  Ris B i 16 Ris \> /) Ris <F\\_<> /ﬁ\ /j> \ Y
/ ‘ — ‘ V)
Ri4 Ris R4 Ris \—/ Ris R 1/4 —/

=

N—r
Ris

wherein, R, through R, independently represent hydrogen, methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl,
chloro, fluoro, phenyl, biphenyl, naphthyl, fluorenyl, thiophenyl, trimethylsilyl, triphenylsilyl, t-butyldimethylsilyl,
dimethylamino, diethylamino or diphenylamino, excluding the case wherein R4, R,, R3 and R, represent hydrogen
all at the same time;

R4¢ and Ry, independently represent methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, trimethylsilyl, triphe-
nylsilyl, phenyl, biphenyl, naphthyl or fluorenyl;

R43 through R4 independently represent methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, trimethylsilyl, triphe-
nylsilyl, phenyl, biphenyl, naphthyl or fluorenyl;

R47 represents methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, phenyl or naphthyl;

R,4 and Ry, independently represent hydrogen, methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, fluoro,
trifluoromethyl, phenyl, naphthyl, biphenyl, trimethylsilyl, triphenylsilyl, dimethylamino, diphenylamino, thiophenyl
or furanyl;

Ro5 and R,g independently represent hydrogen, methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, fluoro,
trifluoromethyl, phenyl, naphthyl, biphenyl, trimethylsilyl, triphenylsilyl, dimethylamino, diphenylamino, thiophenyl
or furanyl; and

The phenyl, biphenyl, naphthyl, fluorenyl and thiophenyl of Ry, Ry, R3, Ry, Ry4, Ryo, Ry3, Ry4, Rys Ryg Rz, Roy,
Ros, Rys and Ryg may be further substituted by one or more substituent(s) selected from fluoro, methyl, ethyl, n-
propyl, i-propyl, n-butyl, i-butyl, t-butyl, trimethylsilyl, t-butyldimethylsilyl, phenyl, naphthyl, fluorenyl, dimethylamino,
diethylamino and diphenylamino.

[0013] In Chemical Formula (1), M is a bivalent metal selected from a group consisting of Be, Zn, Mg, Cu and Ni, or
a trivalent metal selected from a group consisting of Al, Ga, In and B, and Q is selected from the following structures:
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The compounds represented by Chemical Formula (1) are specifically exemplified by the following compounds,

35 [0014]
but not restricted thereto:
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wherein, M represents a bivalent metal selected from Be, Zn, Mg, Cu and Ni, or a trivalent metal selected from Al,
Ga, In and B; Q is defined as in Chemical Formula (1); m is 0 when M is a bivalent metal, while m is 1 when M is a
trivalent metal;

R, through R, independently represent hydrogen, methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, n-pentyl,
i-pentyl, n-hexyl, n-heptyl, n-octyl, 2-ethylhexyl, n-nonyl, decyl, dodecyl, hexadecyl, fluoro, chloro, trifluoromethyl,
perfluoroethyl, trifluoroethyl, perfluoropropyl, perfluorobutyl, trimethylsilyl, triethylsilyl, tripropylsilyl, tri(t-butyl)silyl, t-
butyldimethylsilyl, dimethylphenylsilyl, triphenylsilyl, phenyl, biphenyl, naphthyl, anthryl, fluorenyl, pyridyl, quinolyl,
furanyl, thiophenyl, thiazolyl, imidazolyl, oxazolyl, benzofuranyl, benzothiazolyl, benzimidazolyl, benzoxazolyl,
dimethylamino, diethylamino or diphenylamino;

R4 through R47 and Ry, through R34 independently represent hydrogen, methyl, ethyl, n-propyl, i-propyl, n-butyl,
i-butyl, t-butyl, n-pentyl, i-pentyl, n-hexyl, n-heptyl, n-octyl, 2-ethylhexyl, n-nonyl, decyl, dodecyl, hexadecyl, fluoro,
chloro, trifluoromethyl, perfluoroethyl, trifluoroethyl, perfluoropropyl, perfluorobutyl, trimethylsilyl, triethylsilyl, tripro-
pylsilyl, tri(t-butyl)silyl, t-butyldimethylsilyl, dimethylphenylsilyl, triphenylsilyl, phenyl, biphenyl, naphthyl, fluorenyl,
thiophenyl, furanyl, dimethylamino, diethylamino or diphenylamino;

R4 through R45 independently represent hydrogen, methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, n-pentyl,
i-pentyl, n-hexyl, n-heptyl, n-octyl, 2-ethylhexyl, n-nonyl, decyl, dodecyl, hexadecyl, fluoro, chloro, trifluoromethyl,
perfluoroethyl, trifluoroethyl, perfluoropropyl, perfluorobutyl, trimethylsilyl, triethylsilyl, tripropylsilyl, tri(t-butyl)silyl, t-
butyldimethylsilyl, dimethylphenylsilyl, triphenylsilyl, phenyl, biphenyl, naphthyl, fluorenyl, dimethylamino, diethyl-
amino or diphenylamino; and

the phenyl, biphenyl, naphthyl, anthryl, fluorenyl, pyridyl, quinolyl, furanyl, thiophenyl, thiazolyl, imidazolyl, oxazolyl,
benzofuranyl, benzothiazolyl, benzimidazolyl or benzoxazolyl of R4 through R4, Ry4 through R,7, R4 through Rsgq
and R, through R,3 may be further substituted by one or more substituent(s) selected from methyl, ethyl, n-propyl,
i-propyl, n-butyl, i-butyl, t-butyl, n-pentyl, i-pentyl, n-hexyl, n-heptyl, n-octyl, 2-ethylhexyl, n-nonyl, decyl, dodecyl,
hexadecyl, fluoro, chloro, cyano, trifluoromethyl, perfluoroethyl, trifluoroethyl, perfluoropropyl, perfluorobutyl, phenyl,
biphenyl, naphthyl, fluorenyl, trimethylsilyl, triethylsilyl, tripropylsilyl, tri(t-butyl)silyl, t-butyldimethylsilyl, dimethylphe-
nylsilyl, triphenylsilyl, dimethylamino, diethylamino and diphenylamino.

[0015] The electroluminescent compounds according to the present invention can be specifically exemplified by the
compounds listed in Tables 1 to 3, but they are not critically restricted thereto. The compounds listed in Tables 1 and 3
are compounds wherein M is a bivalent metal, while those in Table 2 are compounds wherein M is a trivalent metal.
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[0016] Further, the present invention provides organic solar cells, which is characterized by comprising one or more
electroluminescent compound(s) represented by Chemical Formula (1).

[0017] Furthermore, the presentinvention provides electroluminescent devices, which is comprised of a first electrode;
a second electrode; and at least one organic layer(s) interposed between the first electrode and the second electrode;
wherein the organic layer comprises one or more compound(s) represented by Chemical Formula (1).

[0018] The electroluminescent device according to the present invention is characterized that the organic layer com-
prises an electroluminescent layer, and the electroluminescent layer comprises one or more compound(s) represented
by Chemical Formula (1) as the electroluminescent host in an amount of 2 to 30% by weight, and one or more electro-
luminescent dopant. The electroluminescent dopant applied to an electroluminescent device according to the present
invention is not critically limited, but can be exemplified by the compounds represented by Chemical Formula (2):

Chemical Formula 2 MTL2L3L4

wherein, M1 is selected from a group consisting of metals of Group 7, 8, 9, 10, 11, 13, 14, 15 and 16 of the Periodic
Table, and preferably selected from Ir, Pt, Pd, Rh, Re, Os, Tl, Pb, Bi, In, Sn, Sb, Te, Au and Ag; and
ligands L2, L3 and L4 are independently selected from the following structures:
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Res R
R R 65
NG | 66 Roin AR
N
ST O O
Res g
Rz Reo
0" Rgy

wherein, Rgq and Rg, independently represent hydrogen, (C1-C60)alkyl, phenyl or halogen;

Rg3 through R;g independently represent hydrogen, (C1-C60)alkyl, phenyl, tri(C1-C30)alkylsilyl or halogen;

Rgp through Rg3 independently represent hydrogen, (C1-C60)alkyl or phenyl;
Rg4 represents (C1-C60)alkyl, phenyl or halogen; and

the alkyl or phenyl of Rg4 through Rg, may be further substituted by (C1-C60)alkyl or halogen.

[0019]

having one of the following structures, but they are not restricted thereto.
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[0020] The electroluminescent layer means the layer where the luminescence occurs. The layer may be a single layer,
or a multiple layers formed by stacking two or more layers. When a mixture of host-dopant is used according to the
constitution of the present invention, noticeable improvement in luminous efficiency due to the electroluminescent host
of the invention could be confirmed. This gives excellent conductivity of holes or electrons, and very good stability of
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material to cause improvement in life of device, as well as in luminous efficiency, as compared to other host materials.
[0021] An electroluminescent device according to the invention may comprise an organic electroluminescent com-
pound represented by Chemical Formula (1), and one or more compound(s) selected from a group consisting of arylamine
compounds or styrylarylamine compounds as well. Examples of arylamine compounds or styrylarylamine compounds
include the compounds represented by Chemical Formula (3), but are not restricted thereto:

Chemical Formula 3

Ar1
/
Ar3 N
Ar2 g

wherein, Ar, and Ar, independently represent (C1-C60)alkyl, (C6-C60)aryl, (C4-C60)heteroaryl, (C6-C60)arylamino,
(C1-C60)alkylamino, morpholino, thiomorpholino, a 5- or 6-membered heterocycloalkyl containing one or more
heteroatom(s) selected from N, O and S, or (C3-C60)cycloalkyl, or Ary and Ar, may be linked via (C3-C60)alkylene
or (C3-C60)alkenylene with or without a fused ring to form an alicyclic ring, or a monocyclic or polycyclic aromatic
ring; and the aryl, heteroaryl, arylamino or heterocycloalky! of Ary and Ar, may be further substituted by one or more
substituent(s) selected from halogen, (C1-C60)alkyl, (C2-C60)alkenyl, (C2-C60)alkynyl, (C6-C60)aryl, (C4-C60)
heteroaryl, a 5- or 6-membered heterocycloalkyl containing one or more heteroatom(s) selected from N, O and S,
(C3-C60)cycloalkyl, tri(C1-C60)alkylsilyl, di(C1-C60)alkyl(C6-C60)arylsilyl, tri(C6-C60)arylsilyl, adamantyl, (C7-
C60)bicycloalkyl, (C1-C60)alkoxy, cyano, (C1-C60)alkylamino, (C6-C60)arylamino, (C6-C60)ar(C1-C60)alkyl, (C6-
C60)aryloxy, (C6-C60)arylthio, (C1-C60)alkoxycarbonyl, carboxyl, nitro and hydroxyl;

Arg represents (C6-C60)aryl, (C5-C60)heteroaryl or (C6-C60)arylamino; and the aryl, heteroaryl or arylamino of Ary
may be further substituted by one or more substituent(s) selected from halogen, (C1-C60)alkyl, (C6-C60)aryl, (C4-
C60)heteroaryl, a 5- or 6-membered heterocycloalkyl containing one or more heteroatom(s) selected from N, O and
S, (C3-C60)cycloalkyl, tri(C1-C60)alkylsilyl, di(C1-C60)alkyl(C6-C60)arylsilyl, tri(C6-C60)arylsilyl, adamantyl, (C7-
C60)bicycloalkyl, (C2-C60)alkenyl, (C2-C60)alkynyl, (C1-C60)alkoxy, cyano, (C1-C60)alkylamino, (C6-C60)ar-
ylamino, (C6-C60)ar(C1-C60)alkyl, (C6-C60)aryloxy, (C6-C60)arylthio, (C1-C60)alkoxycarbonyl, carboxyl, nitro and
hydroxyl; and

g is an integer from 1 to 4.

[0022] More specifically, the arylamine compounds or styrylarylamine compounds may be exemplified by the following
compounds, but are not restricted thereto.
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[0023] Further, in an electroluminescent device according to the present invention, the electroluminescent layer may
further comprise one or more metal(s) selected from a group consisting of organic metals of Group 1, Group 2, 4t period
and 5t period transition metals, lanthanide metals and d-transition elements, in addition to the organic electroluminescent
compound represented by Chemical Formula (1). The organic layer may comprise a charge generating layer as well,
in addition to the EL layer.

[0024] An electroluminescent device may be embodied, having a pixel structure of independent light-emitting mode
wherein the organic electroluminescent device comprising the EL compound represented by Chemical Formula (1) as
a sub-pixel and one or more sub-pixel(s) comprising one or more compound(s) selected from a group consisting of
arylamine compounds and styrylarylamine compounds are patterned in parallel at the same time.

[0025] Besides, the electroluminescent layer may comprise an organic compound or an organometallic compound
having an electroluminescent peak at a wavelength of not more than 560 nm at the same time. The compounds are
exemplified by those represented by one of Chemical Formulas (4) to (9), but not restiricted thereto.

Chemical Formula 4

, Ar10
Ar30 N\

Arzo h

[0026] In Chemical Formula (4), Aryq and Ar,, independently represent (C1-C60)alkyl, (C6-C60)aryl, (C4-C60)heter-
oaryl, a 5- or 6-membered heterocycloalkyl containing one or more heteroatom(s) selected from N, O and S, (C3-C60)
cycloalkyl, tri(C1-C60)alkylsilyl, di(C1-C60)alkyl(C6-C60)arylsilyl, tri(C6-C60)arylsilyl, adamantyl, (C7-C60)bicycloalkyl,
(C2-C60)alkenyl, (C2-C60)alkynyl, (C1-C60)alkoxy, cyano, (C1-C60)alkylamino, (C6-C60)arylamino, (C6-C60)ar(C1-
C60)alkyl, (C6-C60)aryloxy, (C6-C60)arylthio, (C1-C60)alkoxycarbonyl, carboxyl, nitro or hydroxyl, or Ar,q and Ar,y may
be linked to an adjacent substituent via (C3-C60)alkylene or (C3-C60)alkenylene with or without a fused ring to form an
alicyclic ring, or a monocyclic or polycyclic aromatic ring;

the alkyl, alkenyl, alkynyl, cycloalkyl, heterocycloalkyl, aryl, heteroaryl, arylsilyl, alkylsilyl, alkylamino or arylamino of Ar,,
and Ar,, or the fused ring formed therefrom by linkage to an adjacent substituent via (C3-C60)alkylene or (C3-C60)
alkenylene with or without a fused ring may be further substituted by one or more substituent(s) selected from halogen,
(C1-C60)alkyl, (C6-C60)aryl, (C4-C60)heteroaryl, a 5- or 6-membered heterocycloalkyl containing one or more heter-
oatom(s) selected from N, O and S, (C3-C60)cycloalkyl, tri(C1-C60)alkylsilyl, di(C1-C60)alkyl(C6-C60)arylsilyl, tri(C6-
C60)arylsilyl, adamantyl, (C7-C60)bicycloalkyl, (C2-C60)alkenyl, (C2-C60)alkynyl, (C1-C60)alkoxy, cyano, (C1-C60)
alkylamino, (C6-C60)arylamino, (C6-C60)ar(C1-C60)alkyl, (C6-C60)aryloxy, (C6-C60)arylthio, (C1-C60)alkoxycarbo-
nyl, carboxyl, nitro and hydroxyl;

Ars, represents (C6-C60)arylamino, (C6-C60)arylene, (C4-C60)heteroarylene or an arylene with the following structure:

\ i Ar40ﬂjf§ S—=——Arj—

wherein, Ar,q represents (C6-C60)arylene or (C4-C60)heteroarylene;

the arylene, heteroarylene and arylamino of Arzq and Ar,y may be further substituted by one or more substituent(s)
selected from halogen, (C1-C60)alkyl, (C6-C60)aryl, (C4-C60)heteroaryl, a 5- or 6-membered heterocycloalkyl contain-
ing one or more heteroatom(s) selected from N, O and S, (C3-C60)cycloalkyl, tri(C1-C60)alkylsilyl, di(C1-C60)alkyl(C6-
C60)arylsilyl, tri(C6-C60)arylsilyl, adamantyl, (C7-C60)bicycloalkyl, (C2-C60)alkenyl, (C2-C60)alkynyl, (C1-C60)alkoxy,
cyano, (C1-C60)alkylamino, (C6-C60)arylamino, (C6-C60)ar(C1-C60)alkyl, (C6-C60)aryloxy, (C6-C60)arylthio, (C1-
C60)alkoxycarbonyl, carboxyl, nitro and hydroxyl;

h is an integer from 1 to 4;

i is an integer from 1 to 4; and

jis aninteger of O or 1.
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Chemical Formula 5

Rso1 OO Rsoz

Rso3 Rso4

[0027] In Chemical Formula (5), Rgy¢ through R, independently represent hydrogen, halogen, (C1-C60)alkyl, (C6-
C60)aryl, (C4-C60)heteroaryl, a 5- or 6-membered heterocycloalkyl containing one or more heteroatom(s) selected from
N, O and S, (C3-C60)cycloalkyl, tri(C1-C60)alkylsilyl, di(C1-C60)alkyl(C6-C60)arylsilyl, tri(C6-C60)arylsilyl, adamantyl,
(C7-C60)bicycloalkyl, (C2-C60)alkenyl, (C2-C60)alkynyl, (C1-C60)alkoxy, cyano, (C1-C60)alkylamino, (C6-C60)ar-
ylamino, (C6-C60)ar(C1-C60)alkyl, (C6-C60)aryloxy, (C6-C60)arylthio, (C1-C60)alkoxycarbonyl, carboxyl, nitro or hy-
droxyl, or Rsq4 through Rgg, may be linked to an adjacent substituent via (C3-C60)alkylene or (C3-C60)alkenylene with
or without a fused ring to form an alicyclic ring, or a monocyclic or polycyclic aromatic ring; and

the alkyl, alkenyl, alkynyl, cycloalkyl, heterocycloalkyl, aryl, heteroaryl, arylsilyl, alkylsilyl, alkylamino or arylamino of
Rgp4 through Rgpy, or the fused ring formed therefrom by linkage to an adjacent substituent via (C3-C60)alkylene or
(C3-C60)alkenylene with or without a fused ring may be further substituted by one or more substituent(s) selected from
halogen, (C1-C60)alkyl, (C6-C60)aryl, (C4-C60)heteroaryl, a 5- or 6-membered heterocycloalkyl containing one or more
heteroatom(s) selected from N, O and S, (C3-C60)cycloalkyl, tri(C1-C60)alkylsilyl, di(C1-C60)alkyl(C6-C60)arylsilyl, tri
(C6-C60)arylsilyl, adamantyl, (C7-C60)bicycloalkyl, (C2-C60)alkenyl, (C2-C60)alkynyl, (C1-C60)alkoxy, cyano, (C1-
C60)alkylamino, (C6-C60)arylamino, (C6-C60)ar(C1-C60)alkyl, (C6-C60)aryloxy, (C6-C60)arylthio, (C1-C60)alkoxycar-
bonyl, carboxyl, nitro and hydroxyl.

Chemical Formula 6

Chemical Formula 7

R1o1
Rios OOO R1o3
Rioe R1o4
R102

Chemical Formula 8
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O Rio1

Rios
Rioz

[0028] In Chemical Formulas (7) and (8), Rg1 and Ry, independently represent (C6-C60)aryl, (C4-C60)heteroaryl,
a 5- or 6-membered heterocycloalkyl containing one or more heteroatom(s) selected from N, O and S, or (C3-C60)
cycloalkyl, and the aryl or heteroaryl of R4 and R4y, may be further substituted by one or more substituent(s) selected
from a group consisting of (C1-C60)alkyl, halo(C1-C60)alkyl, (C1-C60)alkoxy, (C3-C60)cycloalkyl, (C6-C60)aryl, (C4-
C60)heteroaryl, halogen, cyano, tri(C1-C60)alkylsilyl, di(C1-C60)alkyl(C6-C60)arylsilyl and tri(C6-C60)arylsilyl; and R4 3
through R4 represent hydrogen, (C1-C60)alkyl, (C1-C60)alkoxy, halogen, (C4-C60)heteroaryl, (C5-C60)cycloalkyl or
(C6-C60)aryl, and the heteroaryl, cycloalkyl or aryl of Ryq3 through R4o may be further substituted by one or more
substituent(s) selected from a group consisting of (C1-C60)alky! with or without halogen substituent(s), (C1-C60)alkoxy,
(C3-C60)cycloalkyl, halogen, cyano, tri(C1-C60)alkylsilyl, di(C1-C60)alkyl(C6-C60)arylsilyl and tri(C6-C60)arylsilyl.

Chemical Formula 9

Ary ooB Ar200DAr300

[0029] In Chemical Formula (9), B and D independently represent a chemical bond, or a (C6-C60)arylene with or
without one or more substituent(s) selected from (C1-C60)alkyl, (C1-60)alkoxy, (C6-C60)aryl, (C5-C60)heteroaryl and
halogen;

Ar, g0 and Aryqq independently represent an aryl selected from the following structures, or (C4-C60)heteroaryl, and the
aryl or heteroaryl of Aryqy and Ary, may be further substituted by one or more substituent(s) selected from (C1-C60)
alkyl, (C1-C60)alkoxy, (C6-C60)aryl and (C4-C60)heteroaryl:
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oI e s,
sopdiee

wherein R344, R340, R313 and R34, independently represent hydrogen, (C1-C60)alkyl or (C6-C60)aryl, or may be linked
to an adjacent substituent via (C3-C60)alkylene or (C3-C60)alkenylene with or without a fused ring to form an alicyclic
ring, or a monocyclic or polycyclic aromatic ring;

Ar,qo represents (C6-C60)arylene or (C4-C60)heteroarylene, preferably phenylene, naphthylene, anthrylene, fluore-
nylene, phenanthrylene, tetracenylene, naphthacenylene, chrysenylene, pentacenylene, pyrenylene, heteroarylene or
a chemical group represented by the following structure, and the arylene or heteroarylene of Aryqq may be further
substituted by one or more substituent(s) selected from (C1-C60)alkyl, (C1-C60)alkoxy, (C6-C60)aryl, (C4-C60)heter-
oaryl and halogen;

=

wherein, R3,4, R309, R3o3 @and Rs,, independently represent hydrogen, (C1-C60)alkyl, (C1-C60)alkoxy, (C6-C60)aryl,
(C4-C60)heteroaryl or halogen, or may be linked to an adjacent substituent via (C3-C60)alkylene or (C3-C60)alkenylene
with or without a fused ring to form an alicyclic ring, or a monocyclic or polycyclic aromatic ring.

[0030] The organic compounds or organometallic compounds with EL peak having the wavelength of not more than
560 nm can be specifically exemplified by the following compounds, but are not restricted thereto.
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[0031] In an electroluminescent device according to the invention, it is preferable to displace one or more layer(s)
(hereinafter, referred to as the "surface layer") selected from chalcogenide layers, halogenated metal layers and metal
oxide layers, on the inner surface of at least one side of the pair of electrodes. Specifically, it is preferable to arrange a
chalcogenide layer of silicon and aluminum metal (including oxides) on the anode surface of the EL medium layer, and
a halogenated metal layer or metal oxide layer on the cathode surface of the EL medium layer. As the result, stability
in operation can be obtained.

[0032] Examples of chalcogenides preferably include SiO, (1<X<2), AlO, (11<X<1.5), SiON, SiAION, or the like.
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Examples of halogenated metals preferably include LiF, MgF,, CaF,, fluorinated lanthanides or the like. Examples of
metal oxides preferably include Cs,0, Li,O, MgO, SrO, BaO, CaO, or the like.

[0033] In an organic electroluminescent device according to the present invention, it is also preferable to arrange on
at least one surface of the pair of electrodes thus manufactured a mixed region of electron transport compound and a
reductive dopant, or a mixed region of a hole transport compound with an oxidative dopant. Accordingly, the electron
transport compound is reduced to an anion, so that injection and transport of electrons from the mixed region to an EL
medium are facilitated. In addition, since the hole transport compound is oxidized to form a cation, injection and transport
of holes from the mixed region to an EL medium are facilitated. Preferable oxidative dopant include various Lewis acids
and acceptor compounds. Preferable reductive dopants include alkali metals, alkali metal compounds, alkaline earth
metals, rare-earth metals, and mixtures thereof.

Advantageous Effects

[0034] The electroluminescent compounds according to the invention, as being employed as host material of phos-
phorescent material in an OLED, can noticeably lower the operation voltage and increase current efficiency to provide
considerable enhancement in power efficiency.

[0035] The present invention is further described with respect to novel electroluminescent compounds according to
the invention, processes for preparing the same, and luminescent properties of devices employing the same, by referring
to Examples and Preparation Examples, which are provided for illustration only but are not intended to limit the scope
of the invention by any means.

Preparation Example 1 - Preparation of Compound (1)

[0036]

% S.__N S oN--_|
~Zn
B~ CHO \ CHO . -SH jv L
| + </ \%B(OH)Z . + . — SNOH %0
_ \— L \ \
OH OH NH, j
501 |

=
~ 502 L~ 2

Preparation of Compound (501)

[0037] In dimethylethylene glycol (200 mL) and ethanol (100 mL), dissolved were 5-bromo-2-hydroxybenzaldehyde
(20.0 g, 99.5 mmol), phenylboronic acid (13.4 g, 109.5 mmol), tetrakispalladium (0) triphenylphosphine (Pd(PPhj),) (5.8
g, 5.0 mmol). After adding aqueous 2M potassium carbonate solution (132 mL) thereto, the resultant mixture was stirred
under reflux at 90 for 4 hours. When the reaction was completed, water (100 mL) was added to the reaction mixture to
quench the reaction. The mixture was extracted with ethyl acetate (200 mL) and dried under reduced pressure. Purification
via silica gel column chromatography (n-Hexane: MC = 1:5) gave Compound (501) (12.0 g, 61.0 mmol).

Preparation of Compound (502)

[0038] In 1,4-dioxane (12 mL), dissolved were 2-aminobenzenethiol (3.8 g, 30.2 mmol) and Compound (501) (5.0 g,
25.2 mmol), and the solution was stirred under pressure at 100 for 12 hours. When the reaction was completed, the
reaction mixture was cooled to room temperature, extracted with dichloromethane (100 mL) and water (100 mL), and
dried under reduced pressure. Purification via silica gel column chromatography (n-Hexane: MC = 3:1) gave Compound
(502) (4.5 g, 4.8 mmol).

Preparation of Compound (1)

[0039] In ethanol (100 mL), dissolved were Compound (502) (4.5 g, 14.8 mmol) and sodium hydroxide (0.6 g, 14.8
mmol). After stirring the solution for 30 minutes, Zn(CH;C0OO0),.2H,0 (1.8 g, 8.2 mmol) was slowly added thereto. Then
the mixture was stirred for 12 hours at room temperature. When the reaction was completed, the reaction mixture was

128



10

15

20

25

30

35

40

45

50

55

EP 2 034 001 A2

washed with water (200 mL), ethanol (200 mL) and hexane (200 mL) sequentially, and dried under reduced pressure
to obtain the title compound (1) (4.5 g, 6.7 mmol, 45%).

Preparation Example 2 - Preparation of Compound (160)

[0040]

7N

i A

N A~ <*/>

~ 0 “ o} T

o f P I o _sH SN

S 7N\ R ] R =" “0OH Ry T
\\/ J=0 + { )—B(OH), —~ | — | + \\/ — L_sH

N = ~7 " NH, ~7 " gH “ NH, J/
- e
503 504

Preparation of Compound (503)

[0041] Indimethylene glycol (600 mL) dissolved were 5-iodoindoline-2,3-dione (10.0 g, 36.6 mmol) and phenylboronic
acid (5.4 g, 43.9 mmol), and tetrakis palladium (0) triphenylphosphine (Pd(PPh3)4) (2.1 g, 1.8 mmol) and aqueous 2M
sodium hydrocarbonate solution (120 mL) were added thereto. The resultant mixture was stirred under reflux for 12
hours. When the reaction was completed, solvent was removed. To the residue, aqueous 5% sodium hydroxide solution
(120 mL) was added, and the mixture was stirred at room temperature. The aqueous solution was extracted with
dichloromethane. The aqueous portions were combined, and aqueous 30% hydrogen peroxide (120 mL) was added
thereto. The resultant mixture was warmed to 50 , and stirred for 30 minutes. After cooling to room temperature, aqueous
1N hydrochloric acid solution was slowly added to the aqueous solution to adjust the pH 4. The solid generated was
filtered and dried under reduced pressure to obtain Compound (503) (5.5 g, 26.0 mmol).

Preparation of Compound (504)

[0042] Compound (503) (7.1 g, 33.3 mmol) was dissolved in water (18 mL) and concentrated hydrochloric acid (7
mL), and the solution was stirred at room temperature. After 10 minutes, the temperature was lowered to 0 , and sodium
nitrate (NaNO3) (2.3 g, 33.3 mmol) dissolved in water (10 mL) was slowly added. Then the mixture was stirred while
maintaining the temperature at 0. In another reaction vessel, sodium sulfide nonahydrate (Na,S-9H,0) (9.6 g, 39.9
mmol) and sulfur (1.3 g, 39.9 mmol) were dissolved in water (10 mL), and aqueous 10M sodium hydroxide solution (4
mL) was added to the solution. The mixture obtained was added to the reaction mixture at 0 , warmed to room temperature,
and stirred until the gas was not generated any more. When the reaction was completed, concentration hydrochloric
acid was added to generate solid, which was then collected by filtration under reduced pressure. The solid obtained
was added to aqueous sodium hydrocarbonate (NaHCO03) solution (85 mL), and the mixture was stirred under reflux for
20 minutes. After cooling to room temperature, the solid not dissolved (impurities) was removed, and concentrated
hydrochloric acid was added to the aqueous solution to form solid again. The solid obtained from filtration under reduced
pressure was then added to ethanol (30 mL), and the mixture was stirred under reflux for 20 minutes. The solid not
dissolved (impurities) was removed, and the filtrate was concentrated. Zinc (2.2 g, 33.3 mmol) and glacial acetic acid
(30 mL) were added, and the mixture was stirred under reflux for 48 hours. When the reaction was completed, the
reaction mixture was cooled to room temperature, and the solid generated was collected and added to aqueous 5M
sodium hydroxide solution (63 mL). After stirring the mixture under reflux for 30 minutes, the solid not dissolved (impurities)
was removed, and concentrated hydrochloric acid was added by small portions to the aqueous solution to acidify the
solution. The solid generated was then collected and added to ethanol (20 mL), and the mixture was stirred under reflux
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for 30 minutes. The solid not dissolved (impurities) was removed, and the filtrate was concentrated to give Compound
(504) (1.8 g, 7.6 mmol).

Preparation of Compound (505)

[0043] In a reaction vessel, Compound (504) (5.0 g, 21.7 mmol), 2-aminobenzenethiol (2.1 mL, 19.5 mmol) and
polyphosphoric acid (20 g) were stirred under reflux at 140 for 24 hours. When the reaction was completed, the mixture
was cooled to room temperature, and the pH was adjusted to be neutral by slowly adding saturated aqueous sodium
hydroxide solution. The solid generated was filtered under reduced pressure to obtain solid. The solid thus obtained
was washed with ethanol and filtered to obtain Compound (505) (5.4 g, 17.1 mmol).

Preparation of Compound (160)

[0044] In ethanol (100 mL), dissolved were Compound (505) (5.0 g, 15.6 mmol) and sodium hydroxide (0.6 g, 15.6
mmol), and the solution was stirred for 30 minutes. To the solution, Zn(CH3C00)2-2H20 (1.9 g, 8.7 mmol) was slowly
added, and the mixture was stirred for 12 hours. The reaction mixture was then washed with water (200 mL), ethanol
(200 mL) and hexane (200 mL) sequentially, and dried under reduced pressure to obtain the title compound (160) (7.1
g, 10.1 mmol, 65%).

Preparation Example 3 - Preparation of Compound (319)

[0045] Compound (502) (4.5 g, 14.8 mmol) and aluminum isopropoxide (3.0 g, 14.8 mmol) were dissolved in chloroform
(50 mL)/isopropylalcohol (150 mL), and the solution was stirred at 60 for 3 hours. When the solution became clear, 4-
phenylphenol (3.0 g, 17.8 mmol) was added thereto, and the mixture was stirred under reflux at 80 for 3 hours. Compound
(502) (4.5 g, 14.8 mmol) was further added thereto, and the resultant mixture was stirred under reflux for 12 hours. When
the reaction was completed, the reaction mixture was cooled to temperature, and the solid generated was filtered under
reduced pressure. The solid was then washed with isopropyl alcohol (500 mL), methanol (300 mL) and ethyl ether (250
mL), sequentially to obtain the title compound (319) (3.8 g, 7.6 mmol, 51%).

[0046] According to the same procedure as Preparation Examples 1 to 3, Compounds (1) to (408) were prepared, of
which TH NMR and MS/FAB data are shown in Table 4.

Table 4
MS/FAB
Compound No. | "H NMR (CDClg, 200 MHz)
found calculated
1 8 =16.85(d, 2H), 7.22-7.32(m, 8H), 7.48-7.55(m, 10H), 8.12-8.23(dd, 4H) | 668.1 670.1
3 8 =6.85(m, 2H), 7.27-7.38(m, 8H), 7.54-7.67(m, 14H), 8.13-8.25(m, 4H) | 668.1 670.1
5 8 =6.85(m, 2H), 7.27-7.32(m, 8H), 7.48-7.55(m, 18H), 8.12-8.23(m, 4H) | 704.0 706.1
7 8 =7.03-7.10(m, 8H), 7.37(m, 2H), 7.46-7.55(m, 8H), 8.12-8.25(m, 4H) 704.0 706.1
9 8 =16.85(m, 2H), 7.27-7.32(m, 8H), 7.48-7.55(m, 18H), 8.12-8.23(m, 4H) | 820.1 822.3
& =7.05(m, 2H), 7.10(m, 2H), 7.22(m, 2H), 7.32-7.37(m, 6H), 7.46-7.56
T (m, 16H), 8.12(d, 2H), 8.23(d, 2H) 8201 8223
& =1.34(s, 18H), 6.85(m, 2H), 7.27(m, 2H), 7.35-7.40(m, 8H), 7.53-7.56
14 (m, 6H), 8.12-8.23(dd, 4H) 780.2 823
& =1.34(s, 18H), 7.01-7.10(m, 4H), 7.35-7.40(m, 10H), 7.55(m, 4H),
15 8.14-8.25(m, 4H) 780.2 782.3
8=6.64(m, 2H), 6.85(m, 2H), 6.96(m, 4H), 7.27(m, 2H), 7.53-7.55(m, 6H),
18 8.24-8.25(m, 4H) 740.0 7421
8 =6.74-6.85(m, 6H), 7.27(m, 2H), 7.44(m, 2H), 7.53-7.55(m, 6H),
21 8.12-8.23(m, 4H) 740.0 7421
2 8=6.51(m, 4H), 6.85(m, 2H), 7.27(m, 2H), 7.52-7.54(m, 6H), 8.12(m, 2H), 776.0 778.1
8.24(m, 2H)
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(continued)

Compound No. | "H NMR (CDCl,, 200 MHz) MS/FAB

found calculated
L o e e Lo
R T T R e s
85 3-;96(55(21'),2;)1‘27-52.;},7(';,221')%)' 7.52:7.56(m, 8H), 7.67-7.73(m, BH), | L0 | 1705
91 8 = 6.85(m, 2H), 7.27-7.38(m, 8H), 7.54-7.67(m, 14H), 8.13-8.25(m, 4H) | 768.1 | 770.2
o (240, 7.84.7 500, 450, 6 15.8250m gk o T o002 g024
106 ?;iﬁ?(m, 2H),7.27(m, 2H),7.36(m, 18H), 7.53-7.60(m, 26H), 8.15-8.25 | .0\ o | 11a0 o
107 (5; 2?;))1 (:',2 i:g ZJ )O(m, 2H), 7.36-7.37(m, 20H), 7.54-7.60(m, 24H),8.12 | .00 > | 41869
D=0 0-080(m, A, 7.0(m. 2. 7.22:7.32m, B T4UM. A TTT | g 1| gro.
144 ?;2;?2?28:35;;22&;:3 7.22-7.32(m, 8H), 7.48(m, 4H), 7.77 | o | oo
(. 19M0 7770, 24, 8 18, 2, Bty |80 | 6223
7487.54(m, 0¥, 777(n, 510, 8300 53(m, 4H) | 8201 | 6223
147 (an 12 -f'?,(z,. ;g(l-rlrz: gﬁf-ggg((:l, ;1:; 7.05(m, 2H),7.31-7.40(m, 10H), 7.78 | Lo, | So0 4
148 ?;H;?f(;(; 82)H)6;02(;n8232)( ne]siif)m 2H), 7.07(m, 2H), 7.31-7.40(m, | _o0 o | Seo s
211 8100 2 i gy O 12 TS AN 7040 | 7061
b= 000,00, 4. 7007.08(m. GH). 7.31(m. 21 TG, 4. 177 | 7040 | 7061
(. 200, 777, 24D, 8130, 20, Bl oty | 11842 | 11869
(i 20M 7770, 2. 8308 3dm o EON TSR0 41642 | 11869
(. 10M). 72503 31(m, 610, 777(h 24,818, 0, B4, 2y | 10022 | 10045
7 23(m A1), 731 21, 7 77, 240, Ba0S . 4Ky | 10022 | 10045
160 §=28.23 (d, 2H), 8.13(d, 2H), 7.55-7.20(m, 20H) 7001 700.0
173 ?512.:;3538,; gl(-:zl 72.5;3-7.30(m, 4H), 7.35-7.40(m, 4H), 7.54(m, 6H), 8.12 | o0\ | g1 4
176 8:=6.64(m, 2H),6.96(m, 4H), 7.32-7.38(m, 4H), 7.55(m, 4H), 8.12(M, 2H), | oo o | 774 ¢

8.23(m, 2H)

131




10

15

20

25

30

35

40

45

50

55

EP 2 034 001 A2

(continued)

MS/FAB
Compound No. | "H NMR (CDCl;, 200 MHz)
found calculated

8=2.35(s, 12H), 6.82(d, 2H), 7.09(s, 4H), 7.28-7.30(m, 4H), 7.55(m, 6H),

205 8.15-8.24(m, 4H) 758.0 756.1
8 =6.46-6.52(m, 12H), 6.62(m, 4H), 7.02(m, 8H), 7.24-7.30(m, 8H), 7.56

ad (m, 6H), 8.13(t, 2H), 8.23(t, 2H) 1035.1 1 1034.2

265 8 =7.30-7.36(m, 22H), 7.54-7.60(m, 26H), 8.12(m, 2H), 8.24(m, 2H) 1219.2 | 1216.3

269 8 =2.34(s, 6H), 6.86(m, 2H), 7.12(d, 4H), 7.57(m, 4H), 8.13-8.25(m, 4H) | 577.9 575.9

273 8 =2.36(s, 12H), 6.70(s, 2H), 6.85(s, 2H), 7.55(m, 4H), 8.14-8.25(m, 4H) | 606.0 604.5

293 8 =2.36(s, 6H), 7.08(s, 4H), 7.22(m, 2H), 7.32(m, 4H), 7.48(m, 8H), 8.20 730.0 708.4
(m, 4H)
8 =7.06-7.10(m, 4H), 7.24-7.32(m, 10H), 7.48(m, 4H), 7.77(m, 2H),

302 8.29-8.34(m, 4H) 702.1 700.1

318 8 =7.06-7.12(m, 4H), 7.22-7.34(m, 10H), 7.48(m, 4H), 8.00(s, 2H) 601.9 599.9

319 i;?.79-6.85(m, 4H),7.27-7.32(m, 18H), 7.48-7.56(m, 12H), 8.12-8.25(m, 801.2 800.2
8=6.79-6.85(m, 4H), 7.03(m, 4H), 7.22-7.32(m, 7H), 7.46-7.56(m, 12H),

323 8.14-8.25(m, 4H) 837.2 836.2
8=1.37(s, 18H), 6.79-6.90(m, 4H), 7.22-7.40(m, 15H), 7.48-7.55(m, 8H),

332 8.14-8.25(m, 4H) 913.3 912.3
8=2.37(s, 6H), 6.79(d, 2H), 6.94-7.02(m, 4H), 7.20-7.32(m, 15H),

341 7.48-7.55(m, 6H), 8.15-8.23(m, 4H) 829.2 8282
8 =2.38(s, 12H), 6.79-6.84(m, 6H), 7.09(s, 4H), 7.19-7.34(m, 7H),

344 7.48-7.54(m, 8H), 8.13-8.26(m, 4H) 851.2 856.2
8 =2.24(s, 6H), 6.85(m, 4H), 7.12(m, 4H), 7.28-7.32(m, 11H), 7.49-7.55

347 (m, 8H), 8.21(m, 4H) 829.2 828.2
8 =6.46-6.52(m, 12H), 6.62(m, 4H), 6.80(m, 4H), 7.01(m, 8H), 7.20-7.33

380 (m, 11H), 7.50-7.54(m, 8H), 8.10-8.20(m, 4H) 11353 | 11343
8 =6.79(m, 4H), 6.88(m, 2H), 7.05(m, 2H), 7.20-7.35(m, 13H), 7.48(m,

383 6H), 7.77(m, 2H), 8.29-8.34(m, 4H) 800.9 8001
8=6.79(m, 4H), 6.88(m, 2H), 7.05(m, 2H), 7.22(m, 1H), 7.31-7.36(m, 11H),

398 7.48-7.54(m, 14H), 7.83(m, 2H), 8.33(dd, 2H), 8.46(m, 2H) 11655 | 1164.2
8 =6.79(m, 4H), 6.88(m, 2H), 7.05(m, 2H), 7.22-7.32(m, 13H), 7.48(m,

399 6H), 8.01(s, 2H) 700.8 700.1
8=6.79-6.85(m, 4H), 7.21-7.33(m, 12H), 7.50-7.55(m, 11H), 7.67-7.73(m,

404 3H), 7.89(s, 1H), 8.12-8.23(m, 4H) 8511 8501

405 i;()ﬁ.79-7.85(m, 4H),7.25-7.38(m, 13H), 7.49-7.67(m, 14H), 8.13-8.21(m, 8511 850.1
8=1.67(s, 6H), 6.79-6.85(m, 4H), 7.22-7.38(m, 12H), 7.49-7.56(m, 12H),

406 7.77(d, 1H), 7.84-7.90(m, 2H), 8.12(m, 2H), 8.23(m, 2H) 7.0 916.2
8=6.85(m, 2H), 6.97-6.98(m, 2H), 7.23-7.32(m, 11H), 7.48-7.62(m, 15H),

407 7.85(d, 1H), 8.13-8.25(m, 4H) 850.9 8501

408 8=1.68(s, 6H), 6.85(t, 3H), 7.02(d, 1H), 7.22-7.32(m, 11H), 7.48-7.67(m, 917.0 916.2

14H), 7.77(d, 1H), 7.90(d, 1H), 8.13-8.26(m, 4H)
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[0047] Examples 1-23 - Manufacture of OLEDs using the EL compounds according to the invention.

[0048] OLED devices were manufactured by using the EL compounds according to the invention as host material.
The cross-sectional view of the OLED is shown in Fig. 1.

[0049] First, a transparent electrode ITO thin film (15 Q/[7) (2) obtained from a glass for OLED (produced by Samsung
Corning) was subjected to ultrasonic washing with trichloroethylene, acetone, ethanol and distilled water, sequentially,
and stored in isopronanol before use.

[0050] Then, an ITO substrate was equipped in a substrate folder of a vacuum vapor-deposit device, and 4,4’,4"-tris
(N,N-(2-naphthyl)-phenylamino)triphenylamine (2-TNATA) was placed in a cell of the vacuum vapor-deposit device,
which was then ventilated up to 106 torr of vacuum in the chamber. Electric current was applied to the cell to evaporate
2-TNATA, thereby providing vapor-deposit of a hole injection layer (3) having 60 nm of thickness on the ITO substrate.

-THATA

[0051] Then, to another cell of the vacuum vapor-deposit device, charged was N,N’-bis(a-naphthyl)-N,N’-diphenyl-
4,4-diamine (NPB), and electric current was applied to the cell to evaporate NPB, thereby providing vapor-deposit of a
hole transport layer (4) of 20 nm of thickness on the hole injection layer.

VNS
@N

NPB

[0052] In one cell of the vacuum vapor-deposit device, charged was a compound according to the present invention
which had been purified by vacuum sublimation under 10-6 torr (for example, Compound 1), as host material, and an
EL dopant (for example, (pip),lr(acac)) was charged to another cell. The two materials were evaporated at different
rates to carry out doping at a concentration of 4 to 10 mol% and vapor-deposit an electroluminescent layer (5), with 30
nm of thickness on the hole transport layer.
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E-Q®° 1 (pig).Ir(acac)

[0053] Then, tris(8-hydroxyquinoline)aluminum (l1l) (Alq) was vapor-deposited as an electron transportation layer (6)
in a thickness of 20 nm, and then lithium quinolate (Liq) was vapor-deposited as an electron injection layer (7) in a
thickness of 1 to 2 nm. Thereafter, an Al cathode (8) was vapor-deposited in a thickness of 150 nm by using another
vacuum vapor-deposit device to manufacture an OLED.

i Sl
-~ ‘3-?\_\.\1_; i, 'N R (} A
E‘i N.~. e .\fad J ey, ﬂ {f \\ -~ N,’:\.\
OO o
..-';l\h - M. RN
= [ =
Ry P
Al Lig

Comparative Example 1

[0054] Comparative Example 1 - Manufacture of OLED device using conventional EL material.

[0055] An OLED device was manufactured according to the same procedure as Example 1 but Bis(2-methyl-8-quin-
olinato)(p-phenylphenolato)aluminum (Ill) (BAlg) was charged to another cell of the vacuum vapor-deposit device em-
ployed, as EL host material, instead of the EL compound according to the present invention.

BAIq

[0056] Experimental Example 1 - Evaluation of properties of OLED devices manufactured.

[0057] Operation voltage and power efficiency of the OLEDs of Examples 1 to 23 comprising the EL compounds
according to the present invention and those of the OLEDs manufactured in Comparative Example 1 comprising a
conventional EL compound were measured at 1,000 cd/m2, and the results are shown in Table 5.

[0058] From Table 5 below, demonstrating electroluminescent properties of the EL compounds developed by the
present invention, it is confirmed that the EL compounds developed by the present invention exhibit more excellent
properties than conventional EL materials in terms of performances.
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Table 5
Host material | EL material %f(r)aot(i)oz d\;;ltzage V) g}’\’lg (r) g féié:/ire;]r;cy(lm/W) EL color
Ex. 1 1 (pig),lr(acac) | 5.6 4.4 red
Ex. 2 3 (pig),lr(acac) | 5.2 4.7 red
Ex. 3 41 (pig),lr(acac) | 5.1 4.8 red
Ex. 4 47 (pig),lr(acac) | 5.1 4.4 red
Ex. 5 87 (pig),lr(acac) | 5.4 4.0 red
Ex. 6 109 (pig),lr(acac) | 4.9 44 red
Ex. 7 110 (pig),lr(acac) | 5.2 43 red
Ex. 8 115 (pig),lr(acac) | 6.1 43 red
Ex. 9 144 (pig),lr(acac) | 6.2 4.7 red
Ex. 10 160 (pig),lr(acac) | 6.2 4.2 red
Ex. 11 162 (pig),lr(acac) | 5.2 3.9 red
Ex. 12 165 (pig),lr(acac) | 5.1 45 red
Ex. 13 224 (pig),lr(acac) | 5.3 4.2 red
Ex. 14 252 (pig),lr(acac) | 5.3 43 red
Ex. 15 254 (pig),lr(acac) | 5.7 4.0 red
Ex. 16 269 (pig),lr(acac) | 5.3 4.2 red
Ex. 17 315 (pig),lr(acac) | 5.8 43 red
Ex. 18 318 (pig),lr(acac) | 5.4 4.1 red
Ex. 19 335 (pig),lr(acac) | 7.0 34 red
Ex. 20 336 (pig),lr(acac) | 6.8 3.8 red
Ex. 21 377 (pig),lr(acac) | 6.6 3.5 red
Ex. 22 379 (pig),lr(acac) | 6.3 3.5 red
Ex. 23 408 (pig),lr(acac) | 5.1 47 red
Comp. Ex. 1 | BAIq (pig),lr(acac) | 7.5 2.6 red

[0059] From Table 5, itis confirmed that the electroluminescent properties of the complexes developed by the present
invention are better than those of conventional material.

[0060] In particular, incorporating one or more substituent(s) such as methyl, phenyl and naphthyl to ligand L' provided
OLEDs having excellent current property and lowered operation voltage by atleast 1V as compared to that of Comparative
Example 1 employing conventional EL material. Due to their excellent EL properties, the compounds according to the
invention also provided the device with higher power efficiency by at least 1.6 times as compared to the device of
Comparative Example 1. Not only in the case of X=0, but also in the case of X=S, the device according to the invention
was operated at a lower voltage by at least 1 V as compared to the device using conventional material, and showed
higher power efficiency by at least 1.3 Im/W.

[0061] Particularly, in Example 6, the device was operated at a lower voltage by 2.6 V as compared to the device
according to Comparative Example 1; and in Example 3, the device exhibited 5.1 V of operation voltage and 4.8 Im/W
of power efficiency at 1000 cd/m?2.

[0062] Thus, the devices employing the electroluminescent compounds according to the present invention as host
material exhibit excellent electroluminescent properties, and reduced operation voltage, to induce increase of power
efficiency by 0.8~2.2 Im/W, thereby improving the power consumption.
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Description of symbols of significant parts of the drawings
[0063]

: Glass

: Transparent electrode

: Hole injection layer

: Hole transport layer

: Electroluminescent layer
: Electron transport layer

: Electron injection layer

: Al cathode

O ~NO OB WN =

Claims
1. An electroluminescent compound represented by Chemical Formula (1):
Chemical Formula 1 L'L'M(Q),

wherein, ligand L' has the structure shown below:

M represents a bivalent or trivalent metal;

m is 0 when M is a bivalent metal, while m is 1 when M is a trivalent metal;

Qrepresents (C6-C60)aryloxy or tri(C6-C30)arylsilyl, and the aryloxy or triarylsilyl of Q may be further substituted
by a linear or branched (C1-C60)alkyl or (C6-C60)aryl;

when X represents O, ring A is selected from the following structures:

S/L g \ g Ri7~N /L
R11 i i i i ; i
Ria  Ris

when X represents S, ring A is selected from the following structures:

/L g /L d J\ g J\ d L g /L d
d 4 d 4 d 7
AN AN N7 , ’ N 7

N Ras~N"SN Raa~N"SN oY

S S A S S

Ry Ran Ry Ry R21 R Ra1 Ro
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0" N S" N Roa~N"SN R -
. . 28 | AN N
Ro4 Ry7 R4 Ra7 Ro4 Roz Rog < Ra4
R
Ras  Ros Ry Ry R»s R 30

’ ’ R28
Rs3 N N/
P Rog
R4 Raq
Rss Rao

R4 through R, independently represent hydrogen, (C1-C60)alkyl, halogen, cyano, (C3-C60)cycloalkyl, (C6-
C60)aryl, (C4-C60)heteroaryl, mono or di(C1-C30)alkylamino, mono or di(C6-C30)arylamino, tri(C1-C30)alkyls-
ilyl, di(C1-C30)alkyl(C6-C30)arylsilyl or tri(C6-C30)arylsilyl, or may be linked to an adjacent substituent via (C3-
C12)alkylene or (C3-C12)alkenylene to form a fused ring;

R44 through R4 independently represent hydrogen, (C1-C60)alkyl, (C6-C60)aryl, (C4-C60)heteroaryl, tri(C1-
C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl, mono or di(C1-C30)alkylamino, mono or
di(C6-C30)arylamino, cyano or halogen, or R43 through R may be linked to an adjacent substituent via (C3-
C12)alkylene or (C3-C12)alkenylene to form a fused ring;

R,4 through R3q independently represent hydrogen, (C1-C60)alkyl, (C6-C60)aryl, (C4-C60)heteroaryl, tri(C1-
C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl, mono or di(C1-C30)alkylamino, mono or
di(C6-C30)arylamino, cyano or halogen;

the alkyl, aryl or heteroaryl of R; through R,, or the fused ring formed therefrom by linkage to an adjacent
substituent via (C3-C12)alkylene or (C3-C12)alkenylene may be further substituted by one or more substituent
(s) selected from (C1-C60)alkyl, (C1-C60)alkyl substituted by halogen, (C6-C60)aryl, tri(C1-C30)alkylsilyl, di
(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl, mono or di(C1-C30)alkylamino, mono or di(C6-C30)ar-
ylamino, cyano and halogen;

the alkyl, aryl or heteroaryl of Ry through R47 and R,; through R3g may be further substituted by one or more
substituent(s) selected from (C1-C60)alkyl, (C1-C60)alkyl substituted by halogen, halogen, (C6-C60)aryl, mono
or di(C1-C30)alkylamino, mono or di(C6-C30)arylamino, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl,
tri(C6-C30)arylsilyl and cyano.

2. An electroluminescent compound according to claim 1 wherein ligand L is selected from the following structures:
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wherein Ry, Ry, Rz and R, are defined as in Chemical Formula 1;

R44 through R4g independently represents hydrogen, (C1-C60)alkyl, halogen, (C1-C60)alkyl substituted by
halogen, phenyl, naphthyl, biphenyl, fluorenyl, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-
C30)arylsilyl, di(C1-C30)alkylamino, di(C6-C30)arylamino, thiophenyl! or furanyl;

R47 represents (C1-C60)alkyl, phenyl or naphthyl;

R,4 and R,, independently represent hydrogen, (C1-C60)alkyl, halogen, (C1-C60)alkyl substituted by halogen,
phenyl, naphthyl, biphenyl, fluorenyl, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl,
di(C1-C30)alkylamino, di(C6-C30)arylamino, thiophenyl or furanyl;

Ry3 represents (C1-C60)alkyl, phenyl or naphthyl;

R4 through R34 independently represent hydrogen, (C1-C60)alkyl, halogen, (C1-C60)alkyl substituted by hal-
ogen, phenyl, naphthyl, biphenyl, fluorenyl, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)
arylsilyl, di(C1-C30)alkylamino, di(C6-C30)arylamino, thiophenyl or furanyl;

R4 through R,5 independently represent hydrogen, (C1-C60)alkyl, (C1-C60)alkyl substituted by halogen, phe-
nyl, naphthyl, biphenyl, fluorenyl, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl, di
(C1-C30)alkylamino, di(C6-C30)arylamino or halogen; and

the phenyl, naphthyl, biphenyl, fluorenyl, thiophenyl or furanyl of R44 through R47, Ry¢ through Rsg and Ry
through R43 may be further substituted by one or more substituent(s) selected from (C1-C60)alkyl, halogen,
phenyl, naphthyl, fluorenyl, tri(C1-C30)alkylsilyl, di(C1-C30)alkyl(C6-C30)arylsilyl, tri(C6-C30)arylsilyl, di(C1-
C30)alkylamino or di(C6-C30)arylamino.

3. An electroluminescent compound according to claim 2, wherein ligand L' is selected from the following structures:

J\\ ,R4 R2\ /& /R4 Ao R3 RQ\ /J\ RQ\ /J\ R4

S GRS TLILS S Oy
=
R( 7 O Ry s j/ o Rj A \ f
~ 1 N
N - . - ) - N
S p -
S N

N

) R R \
/ >\ ‘{ 11 12 Ry Ry H\ / > \Lgﬁ\
Ros  Rog \J \= R1/4 —/
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wherein, R, through R, independently represent hydrogen, methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-
butyl, chloro, fluoro, phenyl, biphenyl, naphthyl, fluorenyl, thiophenyl, trimethylsilyl, triphenylsilyl, t-butyldimeth-
ylsilyl, dimethylamino, diethylamino or diphenylamino, excluding the case wherein Ry, Ry, Ry and R, represent
30 hydrogen all at the same time;
R4 and Ry, independently represent methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, trimethylsilyl,
triphenylsilyl, phenyl, biphenyl, naphthyl or fluorenyl;
R43 through R,¢ independently represent methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, trimethylsilyl,
triphenylsilyl, phenyl, biphenyl, naphthyl or fluorenyl;
35 R47 represents methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, phenyl or naphthyl;
R,4 and Ry, independently represent hydrogen, methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, fluoro,
trifluoromethyl, phenyl, naphthyl, biphenyl, trimethylsilyl, triphenylsilyl, dimethylamino, diphenylamino, thiophe-
nyl or furanyl;
R,5 and R, independently represent hydrogen, methyl, ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, fluoro,
40 trifluoromethyl, phenyl, naphthyl, biphenyl, trimethylsilyl, triphenylsilyl, dimethylamino, diphenylamino, thiophe-
nyl or furanyl; and
the phenyl, biphenyl, naphthyl, fluorenyl and thiophenyl of Ry, Ry, R3, Ry, R4, Ry2, Ry3, Rysas Ry Ryg Ry,
Ry4, Roo, Rys and Rog may be further substituted by one or more substituent(s) selected from fluoro, methyl,
ethyl, n-propyl, i-propyl, n-butyl, i-butyl, t-butyl, trimethylsilyl, triphenylsilyl, t-butyldimethylsilyl, phenyl, naphthyl,
45 fluorenyl, dimethylamino, diethylamino and diphenylamino.

4. Anelectroluminescent compound according to claim 1, wherein M is a bivalent metal selected from a group consisting
of Be, Zn, Mg, Cu and Ni, or a trivalent metal selected from a group consisting of Al, Ga, In and B.

50 5. An electroluminescent compound according to claim 1, wherein Q is selected from the following structures.

HsC,

o5 E—O@ E—o«i%w3 to {gHS g—o@ g:ib g—od;g
HaC
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6. An electroluminescent compound according to claim 1, which is selected from the following compounds.
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An electroluminescent device which comprises an electroluminescent compound according to any one of claims 1
to 6.

An electroluminescent device according to claim 7, wherein the electroluminescent compound is employed as a
host material for an electroluminescent layer.

An electroluminescent device, which is comprised of

a first electrode;

a second electrode; and

at least one organic layer(s) interposed between the first electrode and the second electrode;

wherein the organic layer comprises one or more electroluminescent compound(s) according any one of claims 1to 6.

An electroluminescent device according to claim 9, wherein the organic layer comprises an electroluminescent
region, and the electroluminescent region comprises one or more electroluminescent compound(s) according to

claims 1 to 6 and one or more electroluminescent dopant(s).

An electroluminescent device according to claim 10, wherein the electroluminescent dopant is a compound repre-
sented by Chemical Formula (2):

Chemical Formula 2 M1L2L3L4

wherein, M' is selected from a group consisting of metals of Group 7, 8, 9, 10, 11, 13, 14, 15 and 16 of the
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Periodic Table, and ligands L2, L3 and L4 are independently selected from the following structures:

N_.N

—~N__N

NP Re7
~ | S Re7
Res |
N
Res Re4 Ree
Res

R7o Res R
Rz Rso Re4 Res 65
“ R R
| NG 66
N
Res <N Ry N | R
. Rer Res 67
' 7s
v
Re4 Res R71 Reo
0 R84 (6] R84

wherein, Rg4 and Rg, independently represent hydrogen, (C1-C60)alkyl, phenyl or halogen;

Rg3 through R;g independently represent hydrogen, (C1-C60)alkyl, phenyl, tri(C1-C30)alkylsilyl or halogen;
Rgo through Rg3 independently represent hydrogen, (C1-C60)alkyl or phenyl;

Rg4 represents (C1-C60)alkyl, phenyl or halogen; and
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the alkyl or phenyl of Rg4 through Rg, may be further substituted by (C1-C60)alkyl or halogen.

12. An electroluminescent device according to claim 11, wherein the electroluminescent dopant is selected from the

following compounds.

2
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An electroluminescent device according to claim 9, wherein the organic layer comprises one or more compound(s)
selected from a group consisting of arylamine compounds and styrylarylamine compounds.

An electroluminescent device according to claim 9, wherein the organic layer comprises one or more metal(s)
selected from a group consisting of organic metals of Group 1, Group 2, 4t period and 5th period transition metals,
lanthanide metals and d-transition elements.

An electroluminescent device according to claim 9, which has a pixel structure of independent light-emitting mode
wherein an electroluminescent device comprising the electroluminescent layer as a sub-pixel and one or more sub-
pixel(s) comprising one or more metal compound(s) selected from a group consisting of arylamine compounds and
styrylarylamine compounds are patterned in parallel at the same time.

An electroluminescent device according to claim 9, which comprises in the electroluminescent layer an organic

compound or an organometallic compound having an electroluminescent peak at a wavelength of not more than
560 nm at the same time.
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An electroluminescent device according to claim 9, wherein the organic layer also comprises a charge generating
layer in addition to the electroluminescent layer.

An electroluminescent device according to claim 9, wherein one or more layer(s) selected from chalcogenide layer,
halogenated metal layer and metal oxide layer is (are) placed on the inner surface of one or both electrode(s) among
the pair of electrodes.

An electroluminescent device according to claim 9, wherein a mixed region of reductive dopant and organic sub-
stance, or a mixed region of oxidative dopant and organic substance is placed on the inner surface of one or both

electrode(s) among the pair of electrodes.

An organic solar cell which comprises an organic electroluminescent compound according to any one of claims 1 to 6.
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