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POLYCYCLIC COMPOUND AND ORGANIC
LIGHT EMITTING DEVICE USING THE
SAME

CROSS-REFERENCE TO RELATED
APPLICATIONS

[0001] This application claims priority to and the benefit of
Korean Patent Application No. 10-2014-0080248, 10-2014-
0127226, and 10-2015-0041326 filed in the Korean Intellec-
tual Property Office on Jun. 27, 2014, Sep. 23,2014, and Mar.
25,2015, respectively, the entire contents of which are incor-
porated herein by reference.

TECHNICAL FIELD
[0002] The present invention relates to a novel polycyclic
compound and an organic light emitting device using the
same.

BACKGROUND ART
[0003] An electroluminescent device is a self-luminous

display device, and has advantages in that the device has a
wide viewing angle, an excellent contrast, and quick response
time.

[0004] An organic light emitting device has a structure in
which an organic thin film is arranged between two elec-
trodes. When voltage is applied to an organic light emitting
device having such a structure, light is emitted by electrons
and holes injected from the two electrodes being dissipated
after the electrons and holes are bonded and make a pair in the
organic thin film. The organic thin film may be formed as
monolayer or a multilayer as necessary.

[0005] Materials of the organic thin film may have a light
emitting function as necessary. For example, as a material of
the organic thin film, compounds capable of forming a light
emitting layer alone may be used, or compounds capable of
performing as a host or a dopant of a host-dopant-based light
emitting layer may also be used. In addition to these, com-
pounds capable of performing hole injection, hole transport,
electron blocking, hole blocking, electron transport, electron
injection, or the like, may also be used as a material of the
organic thin film.

[0006] There have been continuous demands for the devel-
opment of organic thin film materials in order to improve the
performance, life span, or efficiency of an organic light emit-
ting device.

SUMMARY OF THE INVENTION

[0007] The present invention has been made in an effort to
provide a novel polycyclic compound and an organic light
emitting device using the same.
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[0008] An exemplary embodiment of the present invention
provides a compound of the following chemical formula 1:

[Chemical Formula 1]

Y=Y,
X \Y
2 3
1 4
Xl \ 74
Y Y.
Y// ) \S\Y
l\l / 6
Y=Y, Y=Yy
[0009] wherein in the chemical formula 1,
[0010] X, and X, are the same as or different from each

other, and are each independently N or CR |,

[0011] Y, toY,, are the same as or different from each
other, and are each independently N or CR,

[0012] R and R, are the same as or different from each
other, and are each independently one selected from the group
consisting of hydrogen; deuterium; halogen; linear or
branched substituted or unsubstituted C, to Cg, alkyl; linear
or branched substituted or unsubstituted C, to C, alkenyl;
linear or branched substituted or unsubstituted C, to Cg,
alkynyl; linear or branched substituted or unsubstituted C, to
Ceoalkoxy; substituted or unsubstituted C, to Cy, monocyclic
or polycyclic cycloalkyl; substituted or unsubstituted C, to
Ceo monocyclic or polyeyclic heterocycloalkyl; substituted
or unsubstituted C, to Cg, monocyclic or polycyclic aryl;
substituted or unsubstituted C, to C,, monocyclic or polycy-
clicheteroaryl;—SiR, R |,R,;;—P(—O)R R, 5: and amine
unsubstituted or substituted with C, to C,, alkyl, substituted
or unsubstituted C to C4, monocyclic or polycyclic aryl, or
substituted or unsubstituted C, to C,, monocyclic or polycy-
clic heteroaryl, or at least two adjacent Rs are bonded to each
other to form a substituted or unsubstituted monocyclic or
polycyclic aliphatic or aromatic hydrocarbon ring;

[0013] R,, to R, are the same as or different from each
other, and are each independently one selected from the group
consisting of linear or branched substituted or unsubstituted
C, to Cy, alkyl; substituted or unsubstituted C; to C4, mono-
cyclic or polycyclic cycloalkyl; substituted or unsubstituted
C¢ to C4, monocyclic or polycyclic aryl; and substituted or
unsubstituted C, to Cy, monocyclic or polycyclic heteroaryl.
[0014] Another exemplary embodiment of the present
invention provides an organic light emitting device including:
an anode; a cathode; and one or more organic material layers
provided between the anode and the cathode, wherein one or
more of the organic material layers include the compound of
the chemical formula 1.

[0015] According to the exemplary embodiments of the
present invention, a compound described in the present speci-
fication may be used as a material of an organic material layer
of an organic light emitting device. The compound may be
used as a hole injection material, a hole transport material, a
light emitting material, a hole blocking material, an electron
transport material, an electron injection material, or the like,
in an organic light emitting device. In particular, the com-
pound of the chemical formula 1 may beused as a material of
one or more of a light emitting layer, an electron transport
layer, and a hole blocking layer in an organic light emitting
device.
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BRIEF DESCRIPTION OF THE DRAWINGS

[0016] FIGS.1 to 3 illustrate examples of laminating order
of electrodes and organic material layers of an organic light
emitting device according to exemplary embodiments of the
present invention.

[0017] FIG. 4 is a graph illustrating a PL spectrum of a
compound 16 at a wavelength of 302 nm.

[0018] FIG. 5 is a graph illustrating an LTPL spectrum of
the compound 16 at a wavelength of 382 nm.

[0019] FIG. 6 is a graph illustrating a PL spectrum of a
compound 18 at a wavelength of 286 nm.

[0020] FIG. 7 is a graph illustrating an LTPL spectrum of
the compound 18 at a wavelength of 383 nm.

[0021] FIG. 8 is a graph illustrating a PL spectrum of a
compound 22 at a wavelength of 258 nm.

[0022] FIG. 9 is a graph illustrating an LTPL spectrum of
the compound 22 at a wavelength of 283 nm.

[0023] FIG. 10 is a graph illustrating a PL spectrum of a
compound 37 at a wavelength of 261 nm.

[0024] FIG. 11 is a graph illustrating an LTPL spectrum of
the compound 37 at a wavelength of 308 nm.

[0025] FIG. 12 is a graph illustrating a PL, spectrum of a
compound 41 at a wavelength of 261 nm.

[0026] FIG. 13 is a graph illustrating an LTPL spectrum of
the compound 41 at a wavelength of 308 nm.

[0027] FIG. 14 is a graph illustrating a PL spectrum of a
compound 43 at a wavelength of 262 nm.

[0028] FIG. 15 is a graph illustrating an LTPL spectrum of
the compound 43 at a wavelength of 311 nm.

[0029] FIG. 16 is a graph illustrating a PL spectrum of a
compound 44 at a wavelength of 270 nm.

[0030] FIG. 17 is a graph illustrating an LTPL spectrum of
the compound 44 at a wavelength of 311 nm.

[0031] FIG. 18 is a graph illustrating a PL spectrum of a
compound 73 at a wavelength of 284 nm.

[0032] FIG. 19 is a graph illustrating an LTPL spectrum of
the compound 73 at a wavelength of 383 nm.

[0033] FIG. 20 is a graph illustrating a PL, spectrum of a
compound 92 at a wavelength of 268 nm.

[0034] FIG. 21 is a graph illustrating an LTPL spectrum of
the compound 92 at a wavelength of 383 nm.

[0035] FIG. 22 is a graph illustrating a PL spectrum of a
compound 294 at a wavelength of 265 nm.

[0036] FIG. 23 is a graph illustrating an LTPL spectrum of
the compound 294 at a wavelength of 299 nm.

[0037] FIG. 24 is a graph illustrating a PL spectrum of a
compound 324 at a wavelength of 260 nm.

[0038] FIG. 25 is a graph illustrating an LTPL spectrum of
the compound 324 at a wavelength of 320 nm.

[0039] FIG. 26 is a graph illustrating a PL spectrum of a
compound 560 at a wavelength of 273 nm.

[0040] FIG. 27 is a graph illustrating an LTPL spectrum of
the compound 560 at a wavelength of 353 nm.

[0041] FIG. 28 is a graph illustrating a PL spectrum of a
compound 563 at a wavelength of 273 nm.

[0042] FIG. 29 is a graph illustrating an LTPL spectrum of
the compound 563 at a wavelength of 353 nm.

[0043] FIG. 30 is a graph illustrating a PL spectrum of a
compound 568 at a wavelength of 253 nm.

[0044] FIG. 31 is a graph illustrating an LTPL spectrum of
the compound 568 at a wavelength of 348 nm.

[0045] FIG. 32 is a graph illustrating a PL spectrum of a
compound 603.
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[0046] FIG. 33 is a graph illustrating an LTPL spectrum of
the compound 603.

[0047] FIG. 34 is a graph illustrating a PL spectrum of a
compound 604.
[0048] FIG. 35 is a graph illustrating an LTPL spectrum of

the compound 604.

EXPLANATION OF REFERENCE NUMERALS
AND SYMBOLS

[0049] 100: Substrate

[0050] 200: Positive electrode
[0051] 300: Organic material layer
[0052] 301: Hole injection layer
[0053] 302: Hole transport layer
[0054] 303: Light emitting layer
[0055] 304: Hole blocking layer
[0056] 305: Electron transport layer
[0057] 306: Electron injection layer
[0058] 400: Negative electrode

DETAILED DESCRIPTION

[0059] Hereinafter, the present invention will be described
in detail. A compound described in the present specification
may be expressed by the chemical formula 1. To be specific,
the compound of the chemical formula 1 may be used as a
material of an organic material layer of an organic light emit-
ting device due to the above-described structural properties of
a core structure and a substituent.

[0060] Inthe present specification, the term “substituted or
unsubstituted” refers to a group that may be substituted or
may not be further substituted with one or more substituents
selected from the group consisting of deuterium; halogen;
linear or branched C, to Cy, alkyl; linear or branched C, to
Ceo alkenyl; linear or branched C, to Cg, alkynyl; C; to Cg,
monocyclic or polycyclic cycloalkyl; C, to C g, monocyclic or
polycyclic heterocycloalkyl; C, to Cg, monocyclic or poly-
cyclic aryl; C, to Cg, monocyclic or polycyclic heteroaryl,
—SiR R ,R ;5 —P(=O0)R R,; C, to C,, alkylamine; C
to Cg, monocyclic or polycyclic arylamine:; and C, to Cg,
monocyclic or polycyclic heteroarylamine, or a substituent
bonded to two or more selected from the substituents. For
example, “the substituent bonded to two or more substitu-
ents” may be a biphenyl group. That is, the biphenyl group
may be an aryl group or can be construed as a substituent
bonded to two phenyl groups. The R, | to R are the same as
or different from each other, and are each independently one
selected from the group consisting of hydrogen; deuterium;
linear or branched C, to Cg,, alkyl substituted or unsubstituted
with linear or branched C, to Cg, alkyl, C4to C4o monocyclic
or polycyclic aryl, or C, to Cg, monocyclic or polycyclic
heteroaryl; C; to C4, monocyclic or polycyclic aryl unsubsti-
tuted or substituted with linear or branched C, to C, alkyl, C
to Cgo monocyclic orpolyeyclic aryl, or C, to Cy, monocyclic
or polycyclic heteroaryl; and C, to C,, monocyclic or poly-
cyclic heteroaryl unsubstituted or substituted with linear or
branched C, to Cg, alkyl, C to C,, monocyclic or polycyclic
aryl, or C, to Cq, monocyclic or polycyelic heteroaryl.
[0061] In the present specification, the “adjacent” group
may refer to a substituent substituted at an atom directly
bonded to an atom substituted with substituent, a substituent
sterically closest to the substituent, or another substituent
substituted at an atom substituted with the substituent. For
example, two substituents substituted at ortho positions in a
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benzene ring and two substituents substituted at the same
carbon atom in an aliphatic ring may be construed as the
“adjacent” groups.

[0062] According to an exemplary embodiment of the
present invention, the term “substituted or unsubstituted”
refers to a group that may be substituted or may not be further
substituted with one or more substituents selected from the
group consisting of deuterium; halogen; linear or branched
C, to Cyq alkyl; Cyto Cy monocyelic or polycyclic aryl; C, to
Cso monocyclic or polycyclic heteroaryl; —SiR,;R ,R5;
and —P(=—O)R, ,R |, or a substituent bonded to two or more
selected from the substituents, and

[0063] TheR,, toR,;arethe same as or different from each
other, and are each independently one selected from the group
consisting of hydrogen; deuterium; linear or branched C, to
Ceo alkyl unsubstituted or substituted with linear or branched
C,10C, alkyl, C4to Cy, monocyclic or polycyclic aryl, or C,
to C4, monocyclic or polycyclic heteroaryl; Cg to C,, mono-
cyclic or polycyclic aryl unsubstituted or substituted with
linear or branched C, to Cg, alkyl, C, to Cy, monocyclic or
polycyclic aryl, or C, to Cy, monocyclic or polycyclic het-
eroaryl; and C, to Cg, monocyclic or polycyclic heteroaryl
unsubstituted or substituted with linear or branched C, to Cq,
alkyl, C, to C4, monocyclic or polycyclic aryl, or C, to C,
monocyclic or polycyclic heteroaryl.

[0064] In the present specification, halogen may be fluo-
rine, chlorine, bromine, or iodine.

[0065] In the present specification, alkyl includes linear or
branched alkyl having 1 to 60 carbon atoms, and may be
further substituted with other substituents. The number of
carbon atoms of the alkyl may be 1 to 60, specifically 1 to 40,
and more specifically 1 to 20.

[0066] In the present specification, alkenyl includes linear
or branched alkenyl having 2 to 60 carbon atoms, and may be
further substituted with other substituents. The number of
carbon atoms of the alkenyl may be 2 to 60, specifically 2 to
40, and more specifically 2 to 20.

[0067] In the present specification, alkynyl includes linear
or branched alkynyl having 2 to 60 carbon atoms, and may be
further substituted with other substituents. The number of
carbon atoms of the alkynyl may be 2 to 60, specifically 2 to
40, and more specifically 2 to 20.

[0068] In the present specification, cycloalkyl includes
monocyclic or polycyclic cycloalkyl having 3 to 60 carbon
atoms, and may be further substituted with other substituents.
Herein, the term “polycyclic” means a group in which
cycloalkyl is directly bonded to or fused with other ring
groups. Herein, the term “other ring groups” may be
cycloalkyl, but may also be other types of ring groups, for
example, heterocycloalkyl, aryl, heteroaryl, or the like. The
number of carbon atoms of the cycloalkyl may be 3 to 60,
specifically 3 to 40, and more specifically 5 to 20.

[0069] In the present specification, heterocycloalkyl
includes one or more of 0, S, Se, N, and Si as a heteroatom,
includes monocyclic or polycyclic heterocycloalkyl having 2
to 60 carbon atoms, and may be further substituted with other
substituents. Herein, the term “polycyclic” means a group in
which heterocycloalkyl is directly bonded to or fused with
other ring groups. Herein, the term “other ring groups” may
be heterocycloalkyl, but may also be other types of ring
groups, for example, cycloalkyl, aryl, heteroaryl, or the like.
The number of carbon atoms of the heterocycloalkyl may be
2 to 60, specifically 2 to 40, and more specifically 3 to 20.
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[0070] 1In the present specification, aryl includes monocy-
clic or polycyclic aryl having 6 to 60 carbon atoms, and may
be further substituted with other substituents. Herein, the
term “polycyclic” means a group in which aryl is directly
bonded to or fused with other ring groups. Herein, the term
“other ring groups” may be aryl, but may also be other types
of ring groups, for example, cycloalkyl, heterocycloalkyl,
heteroaryl, or the like. The aryl includes a spiro group. The
number of carbon atoms of the aryl may be 6 to 60, specifi-
cally 6 to 40, and more specifically 6 to 25. Specific examples
of the aryl include phenyl, biphenyl, triphenyl, naphthyl,
anthryl, chrysenyl, phenanthrenyl, perylenyl, fluoranthenyl,
triphenylenyl, phenalenyl, pyrenyl, tetracenyl, pentacenyl,
indenyl, acenaphthylenyl, fluorenyl, benzofluorenyl; benzo-
chrysenyl, spirobifluorenyl, dibenzophenanthridinyl, or
fused rings thereof, but are not limited thereto.

[0071] In the present specification, the spiro group is a
group including a spiro structure, and may have 15 to 60
carbon atoms. For example, the Spiro group may include a
structure in which a 2,3-dihydro-1H-indene group or a cyclo-
hexane group is spiro-bonded to a fluorene group. To be
specific, the spiro group includes a group of the following
structural formulas.

7 i
I
P4
Z |
|
N 4
Z I
I
o\
[0072] Inthe present specification, heteroaryl includes one

or more of S, O, Se, N, and Si as a heteroatom, includes
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monocyclic or polycyclic heteroaryl having 2 to 60 carbon
atoms, and may be further substituted with other substituents.
Herein, the term “polycyclic” means a group in which het-
eroaryl is directly bonded to or fused with other ring groups.
Herein, the term “other ring groups” may be heteroaryl, but
may also be other types of ring groups, for example,
cycloalkyl, heterocycloalkyl, aryl, or the like. The number of
carbon atoms of the heteroaryl may be 2 to 60, specifically 2
to 40, and more specifically 3 to 25. Specific examples of the
heteroaryl include pyridyl, pyrolyl, pyrimidyl, pyridazinyl,
furanyl, a thiophene group, imidazolyl, pyrazolyl, oxazolyl,
isoxazolyl, thiazolyl, isothiazolyl, triazolyl, furazanyl, oxa-
diazolyl, thiadiazolyl, dithiazolyl, tetrazolyl, pyranyl, thiopy-
ranyl, diazinyl, oxazinyl, thiazinyl, dioxynyl, triazinyl, tet-
razinyl, quinolyl, isoquinolyl, quinazolinyl, isoquinazoliny],
naphtyridyl, acridinyl, phenanthridinyl, imidazopyridinyl,
diazanaphthalenyl, triazaindene, indolyl, indolizinyl, ben-
zothiazolyl, benzoxazolyl, benzimidazolyl, a ben-
zothiophene group, a benzofuran group, a dibenzothiophene
group, a dibenzofuran group, carbazolyl, benzocarbazolyl,
dibenzocarbazolyl, phenazinyl, dibenzoxylol, spirobi(diben-
zoxylol), dihydrophenazinyl, phenoxazinyl, phenanthridyl,
or fused rings thereof, but are not limited thereto.

[0073] In the present specification, if at least two adjacent
Rs are bonded to each other to form a ring, the ring may be a
monocyclic or polycyclic substituted or unsubstituted ali-
phatic or aromatic hydrocarbon ring.

[0074] In the present specification, an aliphatic hydrocar-
bonring includes a monocyclic or polycyclic saturated hydro-
carbon ring having 3 to 30 carbon atoms, and the above
explanation of cycloalkyl can be applied thereto except that
adjacent substituents are bonded to each other to form a ring.

[0075] According to an exemplary embodiment of the
present invention, the chemical formula 1 is represented by
the following chemical formula 2 or 3:

[Chemical Formula 2]

Ry /\Y/{

Yi Ys
7 N
Y Yo

\
Y10=Yo Y=Y
[Chemical Formula 3]
R, Y=Y,
\

Y3

N/\ Y/{

Y Ys
/ N\
Y Y6

\
Y10=Yo Y=Y,

[0076] wherein in the chemical formulas 2 and 3,
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[0077] Y, toY,, are the same as or different from each
other, and are each independently N or CR, and

[0078] R, and R, are the same as defined in the chemical
formula 1.
[0079] According to an exemplary embodiment of the

present invention, in the chemical formula 1, if two or more of
the Y, to Y,, are CR, the multiple Rs are the same as or
different from each other.

[0080]
present invention, in the chemical formula 1, all of the Y, to
Y, are CR, orany one ofthe Y, to'Y,, is N and the others are
CR, and the R is the same as defined in the chemical formula
L.

[0081]
present invention, in the chemical formula 1, all of the Y, to
Y, are CR, or any one of the Y, to Y, is N and the others are
CR, and the R is the same as defined in the chemical formula
1.

[0082]
present invention, in the chemical formula 1, all of the Y, to
Y, are CR, or any one of the Y, to Y, is N and the others are
CR, and the R is the same as defined in the chemical formula
L.

[0083] According to an exemplary embodiment of the
present invention, in the chemical formula 1. all of the Y, to
Y,,are CR, orany one ofthe Y4 to Y, is N and the others are
CR, and the R is the same as defined in the chemical formula
L.

[0084] According to an exemplary embodiment of the
present invention, in the chemical formula 1, theY, toY, , are
CR, and the R is the same as defined in the chemical formula
1.

[0085] According to an exemplary embodiment of the
present invention, in the chemical formula 1, all of the Y, to
Y, are CR, orany one ofthe Y, toY,, is N and the others are
CR, and the R is hydrogen or deuterium.

[0086] According to an exemplary embodiment of the
present invention, in the chemical formula 1, all of the Y, to
Y, are CR, or any one of the Y, to Y, is N and the others are
CR, and the R is hydrogen or deuterium.

[0087] According to an exemplary embodiment of the
present invention, in the chemical formula 1, all of the Y, to
Y, are CR, or any one of the Y, to Y, is N and the others are
CR, and the R is hydrogen or deuterium.

[0088] According to an exemplary embodiment of the
present invention, in the chemical formula 1, all of the Y, to
Y,,are CR, orany one ofthe Y, t0 Y, is N and the others are
CR, and the R is hydrogen or deuterium.

[0089] According to an exemplary embodiment of the
present invention, in the chemical formula 1, the'Y, toY, , are
CR, and the R is hydrogen or deuterium.

[0090] According to an exemplary embodiment of the
present invention, the chemical formula 1 can be represented
by any one of the following chemical formulas 6 to 8.

According to an exemplary embodiment of the

According to an exemplary embodiment of the

According to an exemplary embodiment of the
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[Chemical Formula 6]
7z |
STl
?2 \ 7<\agm

Y Ys
7 N\

Yll Y6

\

[Chemical Formula 7]

[Chemical Formula 8]

[0091] In the chemical formulas 6 to 8,

[0092] X, and X, are the same as defined in the chemical
formula 1,

[0093] R, to R, are the same as or different from each other,

and are each independently one selected from the group con-
sisting of hydrogen; halogen; linear or branched substituted
or unsubstituted C, to Cg, alkyl; linear or branched substi-
tuted or unsubstituted C, to C,, alkenyl; linear or branched
substituted or unsubstituted C, to C,, alkynyl; linear or
branched substituted or unsubstituted C, to C, alkoxy; sub-
stituted or unsubstituted C; to C, monocyclic or polycyclic
cycloalkyl; substituted or unsubstituted C, to C4, monocyclic
or polycyclic heterocycloalkyl; substituted or unsubstituted
C, to C4o monocyelic or polycyclic aryl; substituted or unsub-
stituted C, to Cy, monocyclic or polycyclic heteroaryl; and
amine unsubstituted or substituted with C, to C,, alkyl, sub-
stituted or unsubstituted C to C, monocyclic or polycyclic
aryl, or substituted or unsubstituted C, to C¢, monocyclic or
polycyclic heteroaryl,

[0094]
[0095]

1, p, and q are independently integers of 0 to 4, and

s 1s an integer of 0 to 2.
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[0096] According to an exemplary embodiment of the
present invention, in the chemical formulas 6 to 8, R, to R are
independently hydrogen or deuterium.

[0097] According to an exemplary embodiment of the
present invention, in the chemical formulas 6to 8, p, q, r, and
sare 0.

[0098] According to an exemplary embodiment of the
present invention, the chemical formula 1 can be represented
by any one of the following chemical formulas 6-1 to 8-1.

[Chemical Formula 6-1]

[Chemical Formula 7-1]

[Chemical Formula 8-1]

[0099] In the chemical formulas 6-1 to 8-1,

[0100] X,,X,,R,toRs.1,s,p,and qare thesame as defined
in the chemical formulas 6 to 8.

[0101] According to an exemplary embodiment of the
present invention, in the chemical formula 1, R, is substituted
or unsubstituted C, to Cq, monocyclic or polycyclic aryl or
substituted or unsubstituted C, to C, monocyclic or polycy-
clic heteroaryl.

[0102] According to an exemplary embodiment of the
present invention, in the chemical formulas 2 to 3,

[0103] R, is-(L)m-(Z)n,

[0104] L issubstituted or unsubstituted Cq to C¢, monocy-
clic or polycyclic arylene; or substituted or unsubstituted C,
to Cqo monocyclic or polycyclic heteroarylene,
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[0105] Z is one selected from the group consisting of sub-
stituted or unsubstituted C to Cy, monocyclic or polycyclic
aryl; substituted or unsubstituted C, to C4, monocyclic or
polycyclic heteroaryl; —SiR; | R;R,;; and —P(=0)
R14R155

[0106] R,, to R, are the same as or different from each
other, and are each independently one selected from the group
consisting of hydrogen; deuterium; linear or branched substi-
tuted or unsubstituted C, to C, alkyl; substituted or unsub-
stituted C, to C4, monocyclic or polycyclic aryl; and substi-
tuted or unsubstituted C, to Cg, monocyclic or polycyclic
heteroaryl,

[0107] m is an integer of O to 5,
[0108] nis an integer of 1 to 3, and
[0109] when m and n are independently integers of 2 or

more, multiple L and Z are the same as or different from each
other.

[0110] According to an exemplary embodiment of the
present invention, in the chemical formulas 2 to 3,

[0111] R, is -(L)m-(Z)n,

[0112] L isone selected from the group consisting of mono-
cyclic or polycyclic C¢ to Cq, arylene unsubstituted or sub-
stituted with halogen, linear or branched C, to C,, alkyl, C to
Co monocyclic or polycyclic cycloalkyl, C4 to C4, monocy-
clic or polycyelic aryl, and C, to C,, monocyclic or polycy-
clic heteroaryl; and C, to C4, monocyclic or polycyclic het-
eroarylene unsubstituted or substituted with halogen, linear
or branched C, to Cg, alkyl, C; to C4, monocyclic or polycy-
clic eycloalkyl, C, to C,4, monocyclic or polycyclic aryl, and
C, to C4, monocyclic or polycyclic heteroaryl,

[0113] Zisone selected from the group consisting of mono-
cyclicorpolycyclic Cgto Cg, arylunsubstituted or substituted
with halogen, linear or branched C, to Cg, alkyl, C; to Cg,
monocyclic or polycyclic cycloalkyl, C, to Cg monocyclic or
polycyclic aryl, and C, to C,, monocyclic or polycyclic het-
eroaryl; C, to Cy, monocyclic or polycyclic heteroaryl unsub-
stituted or substituted with halogen, linear or branched C, to
Ceo alkyl, C; to Cq, monocyclic or polycycelic cycloalkyl, Cg
to Cg, monocyclic or polycyclic aryl, and C, to C,, monocy-
clic or polycyclic heteroaryl; —SiR, ;R ;R 5; and —P(—0)
R,4R 5, and the R, to R 5 are the same as or different from
each other, and are each independently one selected from the
group consisting of hydrogen; linear or branched alkyl unsub-
stituted or substituted with halogen, linear or branched C, to
Ceo alkyl, C; to C4, monocyclic or polycyclic cycloalkyl, Cg
to Cg, monocyclic or polycyclic aryl, and C, to C,, monocy-
clic or polycyclic heteroaryl; C, to C,, monocyclic or poly-
cyclic aryl unsubstituted or substituted with halogen, linear or
branched C, to C,, alkyl, C, to Cg, monocyclic or polycyclic
cycloalkyl, C; to C¢monocyclicorpolycyclic aryl, and C, to
C4omonocyclic orpolycyclic heteroaryl; and C, to C , mono-
cyclic or polycyclic heteroaryl unsubstituted or substituted
with halogen, linear or branched C, to C, alkyl. C; to Cg,
monocyclic or polyeyclic cycloalkyl, C, to Co monocyclic or
polycyclic aryl, and C, to C,, monocyclic or polycyclic het-
eroaryl,

[0114] m is an integer of O to 5,
[0115] nisaninteger of 1 to 3,
[0116] when m and n are independently integers of 2 or

more, multiple Ls and Zs are the same as or different from
each other,
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[0117] Y, toY,, are the same as or different from each
other, and are each independently N or CR,

[0118] R is one selected from the group consisting of C, to
Cgo monocyclic or polycyclic aryl unsubstituted or substi-
tuted with halogen, linear or branched C, to Cg, alkyl, C; to
C o monocyclic or polycyclic cycloalkyl, Cq to Cg, monocy-
clic or polycyclic aryl, and C, to Cg, monocyclic or polycy-
clic heteroaryl; C, to C, monocyclic or polycyclic heteroaryl
unsubstituted or substituted with halogen, linear or branched
C, to Cq alkyl, C; to Cg monocyclic or polycyclic
cycloalkyl, C, to C,, monocyclic or polycyclic aryl, and C, to
Ceo monocyclic or polycyelic heteroaryl; —SiR,;R5R 33
and —P(—O)R,,R 5, and the R} | to R, 5 are the same as or
different from each other, and are each independently one
selected from the group consisting of hydrogen; linear or
branched C, to Cg, alkyl unsubstituted or substituted with
halogen, linear or branched C, to Cy, alkyl, C; to C,, mono-
cyclic orpolycyclic cycloalkyl, Cq to Cy, monocyclic or poly-
cyclic aryl, and C, to C4, monocyclic or polycyclic het-
eroaryl; C4; to C,, monocyclic or polycyclic aryl
unsubstituted or substituted with halogen, linear or branched
C, to Cq alkyl, C; to C monocyclic or polyeyclic
cycloalkyl, C, to C,, monocyclic or polycyclic aryl, and C, to
Cqomonocyclic orpolyeyclic heteroaryl: and C, to Cy mono-
cyclic or polycyclic heteroaryl unsubstituted or substituted
with halogen, linear or branched C, to C, alkyl, C; to Cg,
monocyclic or polycyclic cycloalkyl, C4 to C, monocyclic or
polycyclic aryl, and C, to Cq, monocyclic or polycyclic het-
eroaryl, and

[0119] iftwo or more of theY, to Y, are CR, multiple Rs
are the same as or different from each other.

[0120] According to an exemplary embodiment of the
present invention, the m is 0, or an integer of 1, 2, 3, 4, or 5,
and when the m is an integer of 2 or more, Ls are the same as
or different from each other.

[0121] According to an exemplary embodiment of the
present invention, the nis an integer of 1, 2, or 3, and when the
n is an integer of 2 or more, Zs are the same as or different
from each other.

[0122] According to an exemplary embodiment of the
present invention, L is C4 to C,, arylene; or C, to C,, het-
eroarylene.

[0123] According to an exemplary embodiment of the
present invention, L is substituted or unsubstituted phe-
nylene; substituted or unsubstituted biphenylene; substituted
or unsubstituted naphthylene; substituted or unsubstituted
anthracenylene; substituted or unsubstituted pyridylene; sub-
stituted or unsubstituted pyrimidylene; or substituted or
unsubstituted triazinylene.

[0124] According to an exemplary embodiment of the
present invention, 7. is substituted or unsubstituted C4 to Cq,
monocyclic to pentacyclic aryl.

[0125] According to an exemplary embodiment of the
present invention, Z is substituted or unsubstituted phenyl,
substituted or unsubstituted biphenyl, substituted or unsub-
stituted naphthyl, substituted or unsubstituted chrysenyl, sub-
stituted or unsubstituted pyrenyl, substituted or unsubstituted
triphenylenyl, substituted or unsubstituted anthracenyl, sub-
stituted or unsubstituted phenanthrenyl, substituted or unsub-
stituted fluorenyl, substituted or unsubstituted benzo chryse-
nyl, or substituted or unsubstituted spirobifluorenyl.

[0126] According to an exemplary embodiment of the
present invention, Z is substituted or unsubstituted phenyl,
substituted or unsubstituted biphenyl, substituted or unsub-
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stituted naphthyl, substituted or unsubstituted chrysenyl, sub-
stituted or unsubstituted pyrenyl, substituted or unsubstituted
triphenylenyl, substituted or unsubstituted anthracenyl, sub-
stituted or unsubstituted phenanthrenyl, substituted or unsub-
stituted fluorenyl, substituted or unsubstituted benzo chryse-
nyl, or substituted or unsubstituted spirobifluorenyl. and the
term “substituted or unsubstituted” refers to a group that may
be substituted or may not be further substituted with at least
oneselected from halogen, linear or branched C, to C,, alkyl,
C; to Cyy monocyclic or polycyclic cycloalkyl, C; to Cg
monocyclic or polyeyclic aryl, C, to C, monocyclic or poly-
cyclic heteroaryl, and may be further substituted.

[0127] According to an exemplary embodiment of the
present invention, 7 is substituted or unsubstituted phenyl,
substituted or unsubstituted biphenyl, substituted or unsub-
stituted naphthyl, substituted or unsubstituted chrysenyl, sub-
stituted or unsubstituted pyrenyl, substituted or unsubstituted
triphenylenyl, substituted or unsubstituted anthracenyl, sub-
stituted or unsubstituted phenanthrenyl, substituted or unsub-
stituted fluorenyl, substituted or unsubstituted benzo chryse-
nyl, or substituted or unsubstituted spirobifluorenyl, and the
term “substituted or unsubstituted” refers to a group that may
be substituted with at least one selected from halogen atoms,
methyl, phenyl, naphthyl, pyridyl, and carbazol, and may be
further substituted.

[0128] According to an exemplary embodiment of the
present invention, 7. is substituted or unsubstituted C, to Cg,
monocyclic or polycyclic heteroaryl, and the heteroaryl
includes at least one selected from N, O, S, Si, and Se as a
heteroatom.

[0129] According to an exemplary embodiment of the
present invention, Z is substituted or unsubstituted benzimi-
dazolyl, substituted or unsubstituted quinolyl, substituted or
unsubstituted isoquinolyl, substituted or unsubstituted naph-
tyridyl, substituted or unsubstituted quinazolyl, substituted or
unsubstituted quinoxalyl, substituted or unsubstituted cino-
lyl, substituted or unsubstituted benzothiazolyl, substituted
or unsubstituted benzoxazolyl, substituted or unsubstituted
oxadiazolyl, substituted or unsubstituted dibenzofuranyl,
substituted or unsubstituted dibenzothiophenyl, substituted
or unsubstituted pyridyl, substituted or unsubstituted pyrim-
idyl, substituted or unsubstituted triazinyl, substituted or
unsubstituted pyrazolophthalazinyl, or substituted or unsub-
stituted carbazolyl.

[0130] According to an exemplary embodiment of the
present invention, 7 is substituted or unsubstituted benzimi-
dazolyl, substituted or unsubstituted quinolyl, substituted or
unsubstituted isoquinolyl, substituted or unsubstituted naph-
tyridyl, substituted or unsubstituted quinazolyl, substituted or
unsubstituted quinoxalyl, substituted or unsubstituted cino-
lyl, substituted or unsubstituted benzothiazolyl, substituted
or unsubstituted benzoxazolyl, substituted or unsubstituted
oxadiazolyl, substituted or unsubstituted dibenzofuranyl,
substituted or unsubstituted dibenzothiophenyl, substituted
or unsubstituted pyridyl, substituted or unsubstituted pyrim-
idyl, substituted or unsubstituted triazinyl, substituted or
unsubstituted pyrazolophthalazinyl, or substituted or unsub-
stituted carbazolyl, and the term “substituted or unsubsti-
tuted” refers to a group that may be substituted or may not be
further substituted with at least one selected from halogen
atoms, monocyclic or polycyclic C; to Cg, cycloalkyl, mono-
cyclic or polycyclic Cq to Cg, aryl, monocyclic or polycyclic
C, to Cg4q heteroaryl, and SiR; | R,,R, 5, and may be further
substituted, and

Jul. 14,2016

[0131] R,, to R,; are the same as or different from each
other, and are each independently linear or branched C, to Cy,
alkyl; C, to Cgq monocyclic or polycyclic aryl; or C, to Cg,
monocyclic or polycyclic heteroaryl.

[0132] According to an exemplary embodiment of the
present invention, 7 is substituted or unsubstituted benzimi-
dazolyl, substituted or unsubstituted quinolyl, substituted or
unsubstituted isoquinolyl, substituted or unsubstituted naph-
tyridyl, substituted or unsubstituted quinazolyl, substituted or
unsubstituted quinoxalyl, substituted or unsubstituted cino-
lyl, substituted or unsubstituted benzothiazolyl, substituted
or unsubstituted benzoxazolyl, substituted or unsubstituted
oxadiazolyl, substituted or unsubstituted dibenzofuranyl,
substituted or unsubstituted dibenzothiophenyl, substituted
or unsubstituted pyridyl, substituted or unsubstituted pyrim-
idyl, substituted or unsubstituted triazinyl, substituted or
unsubstituted pyrazolophthalazinyl, or substituted or unsub-
stituted carbazolyl, and the term “substituted or unsubsti-
tuted” refers to a group that may be substituted or may not be
further substituted with at least one selected from halogen
atoms, cyclohexyl, phenyl, naphthyl, triphenylenyl, pyridyl,
and Si(CHs,),, and may be further substituted.

[0133] According to an exemplary embodiment of the

present invention, Z is

v N

and the X3 and X4 are substituted or unsubstituted C, to Cy,
monocyclic or polycyclic aromatic hydrocarbon rings; or
substituted or unsubstituted C, to C,, monocyclic or polycy-
clic aromatic hetero rings.

[0134] According to an exemplary embodiment of the
present invention,

wvarN

is represented by any one of the following structural formulas.

74 ! Zs
V\z\,.N
Z,

wvwnar N

J
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-continued

[0135] Inthestructural formulas, Z, to Z, are the same as or
different from each other, and are each independently S or O,
[0136] Z,to Z, arethe same as or different from each other,
and are each independently CR'R", NR', S, or O,

[0137] R' and R" are the same as or different from each
other, and are each independently hydrogen; linear or
branched substituted or unsubstituted C, to Cy, alkyl; or sub-
stituted or unsubstituted C to Cy, monocyclic or polycyclic
aryl.

[0138] According to an exemplary embodiment of the
present invention, the R' and R" are the same as or different
from each other, and are independently hydrogen, methyl,
phenyl, or naphthyl.

[0139] According to an exemplary embodiment of the
present invention, Z is —P(—O)R,R,5,and R, and R s are
the same as or different from each other, and are indepen-
dently one selected from the group consisting of C4 to Cg,
monocyclic or polycyclic aryl; and C, to C, monocyclic or
polycyclic heteroaryl.

[0140] According to an exemplary embodiment of the
present invention, Zis —P(—O)R ,R ;. and R, , and R, s are
the same as or different from each other, and are indepen-
dently C, to Cy, monocyclic or polycyclic aryl.

[0141] According to an exemplary embodiment of the
present invention, Z is —P(—O)R,R,5,and R, and R 5 are
the same as or different from each other, and are indepen-
dently phenyl, biphenyl, or naphthyl.

[0142] According to an exemplary embodiment of the
present invention, L is selected from the group consisting of
substituted or unsubstituted C, to C4, monocyclic or polycy-
clic arylene and substituted or unsubstituted C, to C,, mono-
cyclic or polycyclic heteroarylene, and 7 is selected from the
group consisting of substituted or unsubstituted C, to Cy,
monocyclic or polycyclic aryl.

[0143] According to an exemplary embodiment of the
present invention, L may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
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phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, spirobifluorenylene,
pyridylene, imidazopyridylene, pyrimidylene, triazinylene,
carbazolylene, benzimidazolylene, benzocarbazolylene,
dibenzocarbazolylene, quinolinylene, isoquinolinylene,
quinazolinylene,  pyrazoloquinazolinylene,  imidazo-
quinazolinylene,  thiazolinylene,  benzothiazolinylene,
phenanthrolinylene, phenanthridinylene, dibenzo acridi-
nylene, xvlolylene, benzoxylolylene, dibenzoxylolylene,
benzoxazolylene, naphthyridinylene, oxadiazolylene, diben-
zofuranylene, dibenzothiophenylene, dibenzophenanthridi-
nylene, and spirobidibenzoxylolylene, and may be further
substituted with halogen; C, to C,, alkyl; C; to Cs,
cycloalkyl; C, to Cy aryl; and C, to C,, heteroaryl, and
[0144] 7 may be selected from the group consisting of
phenyl, biphenyl, naphthyl, anthracenyl, phenanthrenyl,
triphenylenyl, chrysenyl, benzo chrysenyl, fluorenyl, pyre-
nyl, and spirobifluorenyl, and may be further substituted with
halogen atoms; C, toC,, alkyl; C; to C,, cycloalkyl; C, to Cy
aryl; and C, to C, heteroaryl.

[0145] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, spirobifluorenylene,
pyridylene, imidazopyridylene, pyrimidylene, triazinylene,
carbazolylene, benzimidazolylene, benzocarbazolylene,
dibenzocarbazolylene, quinolinylene, isoquinolinylene,
quinazolinylene,  pyrazoloquinazolinylene,  imidazo-
quinazolinylene,  thiazolinylene,  benzothiazolinylene,
phenanthrolinylene, phenanthridinylene, dibenzo acridi-
nylene, xylolylene, benzoxylolylene, dibenzoxylolylene,
benzoxazolylene, naphthyridinylene, oxadiazolylene, diben-
zofuranylene, dibenzothiophenylene, dibenzophenanthridi-
nylene, and spirobidibenzoxylolylene, and may be further
substituted with at least one substituent selected from the
group consisting of fluorine, methyl, ethyl, propyl, cyclopen-
tyl, cyclohexyl, phenyl, biphenyl, naphthyl, anthracenyl,
phenanthrenyl, pyridyl, and pyrimidyl, and

[0146] 7 may be selected from the group consisting of
phenyl, biphenyl, naphthyl, anthracenyl, phenanthrenyl,
triphenylenyl, chrysenyl, benzo chrysenyl, fluorenyl, pyre-
nyl, and spirobifluorenyl, and may be further substituted with
at least one substituent selected from the group consisting of
fluorine, methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phe-
nyl, biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl,
and pyrimidyl.

[0147] According to an exemplary embodiment of the
present invention, L is selected from the group consisting of
substituted or unsubstituted C, to C,, monocyclic or polycy-
clic arylene and substituted or unsubstituted C, to C¢, mono-
cyclic or polycyclic heteroarylene, and Z is selected from the
group consisting of substituted or unsubstituted C, to Cg,
monocyclic or polycyclic heteroaryl.

[0148] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, spirobifluorenylene,
pyridylene, imidazopyridylene, pyrimidylene, triazinylene,
carbazolylene, benzimidazolylene, benzocarbazolylene,
dibenzocarbazolylene, quinolinylene, isoquinolinylene,
quinazolinylene,  pyrazoloquinazolinylene,  imidazo-
quinazolinylene,  thiazolinylene,  benzothiazolinylene,
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phenanthrolinylene, phenanthridinylene, dibenzo acridi-
nylene, xylolylene, benzoxylolylene, dibenzoxylolylene,
benzoxazolylene, naphthyridinylene, oxadiazolylene, diben-
zofuranylene, dibenzothiophenylene, dibenzophenanthridi-
nylene, and spirobidibenzoxylolylene, and may be further
substituted with halogen; C, to C,, alkyl; C; to Cj,
cycloalkyl; Cq to Cs, aryl; and C, to C,, heteroaryl, and
[0149] 7 may be selected from the group consisting of
pyridyl, imidazol pyridyl, pyrimidyl, triazinyl, carbazolyl,
benzimidazolyl, benzocarbazolyl, dibenzocarbazolyl, quino-
linyl, isoquinolinyl, quinazolinyl, pyrazoloquinazolinyl, imi-
dazoquinazolinyl, thiazolinyl, benzothiazolinyl, phenan-
throlinyl, phenanthridinyl, dibenzo acridinyl, xylolyl,
benzoxylolyl, dibenzoxylolyl, benzoxazolyl, naphthyridiny],
oxadiazolyl, dibenzofuranyl, dibenzothiophenyl, diben-
zophenanthridinyl, and spirobidibenzoxylolyl, and may be
further substituted with halogen atoms; C, to C,, alkyl; C, to
C;, cycloalkyl; Cq to C,4 aryl; and C,, to Cy heteroaryl.
[0150] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, spirobifluorenylene,
pyridylene, imidazopyridylene, pyrimidylene, triazinylene,
carbazolylene, benzimidazolylene, benzocarbazolylene,
dibenzocarbazolylene, quinolinylene, isoquinolinylene,
quinazolinylene,  pyrazoloquinazolinylene,  imidazo-
quinazolinylene,  thiazolinylene,  benzothiazolinylene,
phenanthrolinylene, phenanthridinylene, dibenzo acridi-
nylene, xylolylene, benzoxylolylene, dibenzoxylolylene,
benzoxazolylene, naphthyridinylene, oxadiazolylene, diben-
zofuranylene, dibenzothiophenylene, dibenzophenanthridi-
nylene, and spirobidibenzoxylolylene, and may be further
substituted with at least one substituent selected from the
group consisting of fluorine, methyl, ethyl, propyl, cyclopen-
tyl, cyclohexyl, phenyl, biphenyl, naphthyl, anthracenyl,
phenanthrenyl, pyridyl, and pyrimidyl, and

[0151] Z may be selected from the group consisting of
pyridyl, imidazol pyridyl, pyrimidyl, triazinyl, carbazolyl,
benzimidazolyl, benzocarbazolyl, dibenzocarbazolyl, quino-
linyl, isoquinolinyl, quinazolinyl, pyrazoloquinazolinyl, imi-
dazoquinazolinyl, thiazolinyl, benzothiazolinyl, phenan-
throlinyl, phenanthridinyl, dibenzo acridinyl, xylolyl,
benzoxylolyl, dibenzoxylolyl, benzoxazolyl, naphthyridinyl,
oxadiazolyl, dibenzofuranyle, dibenzothiophenyl, diben-
zophenanthridinyl, and spirobidibenzoxylolyl, and may be
further substituted with at least one substituent selected from
the group consisting of fluorine, methyl, ethyl, propyl, cyclo-
pentyl, cyclohexyl, phenyl, biphenyl, naphthyl, anthracenyl,
phenanthrenyl, pyridyl, and pyrimidyl.

[0152] According to an exemplary embodiment of the
present invention, L is substituted or unsubstituted C4 to Cg,
monocyclic or polycyclic arylene, 7Z is —SiR ;R ,R 3, and
the R, to R, ; are the same as or different from each other, and
are each independently one selected from the group consist-
ing of hydrogen atoms; deuterium; linear or branched substi-
tuted or unsubstituted C, to Cg, alkyl; substituted or unsub-
stituted C,; to C,, monocyclic or polycyclic aryl; and
substituted or unsubstituted C, to C4, monocyclic or polycy-
clic heteroaryl.

[0153] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
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chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with halogen; C, to
C,, alkyl; C5to C, cycloalkyl; Cy to Cyp aryl; and C, to Cy
heteroaryl,

[0154] Zis—SiR, R ;R 5, andtheR,, toR |, are the same
as or different from each other, and are each independently
one selected from the group consisting of phenyl, biphenyl,
naphthyl, and anthracenyl, and may be further substituted
with halogen atoms; C, to C, , alkyl; C, to C,, cycloalkyl; Cy
to G54 aryl; and C, to C;, heteroaryl.

[0155] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group consisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl,

[0156] the Zis —SiR, ;R ,R,;, and the R, to R ; are the
same as or different from each other, and are each indepen-
dently one selected from the group consisting of phenyl,
biphenyl, naphthyl, and anthracenyl, and may be further sub-
stituted with at least one substituent selected from the group
consisting of fluorine, methyl, ethyl, propyl, cyclopentyl,
cyclohexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenan-
threnyl, pyridyl, and pyrimidyl.

[0157] According to an exemplary embodiment of the
present invention, L is substituted or unsubstituted C4 to Cq,
monocyclic or polycyclic arylene, Z is —P(—O)R | R, 5, and
the R, and R 5 are the same as or different from each other,
and are each independently one selected from the group con-
sisting of hydrogen; deuterium; linear or branched substituted
or unsubstituted C, to Cg, alkyl; substituted or unsubstituted
Ce to Cg, monocyclic or polycyclic aryl; and substituted or
unsubstituted C, to C4, monocyclic or polycyclic heteroaryl.
[0158] According to an exemplary embodiment of the
present invention, L may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with halogen; C, to
C,, alkyl; C5to C, cycloalkyl; Cy to Cyp aryl; and C, to Cy
heteroaryl,

[0159] Zis —P(—O)R,R,;, and the R, and R, ; are the
same as or different from each other, and are each indepen-
dently one selected from the group consisting of phenyl,
biphenyl, naphthyl, and anthracenyl, and may be further sub-
stituted with halogen; C, to C, , alkyl; C to C, cycloalkyl; Cq
to Cyq aryl; and C, to Cy, heteroaryl.

[0160] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group consisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl,

[0161] Zis—P(=O)R,,R,s,andtheR,,andR s whichare
identical to or different from each other, are each indepen-
dently one selected from the group consisting of phenyl,
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biphenyl, naphthyl, and anthracenyl, and may be further sub-
stituted with at least one substituent selected from the group
consisting of fluorine, methyl, ethyl, propyl, cyclopentyl,
cyclohexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenan-
threnyl, pyridyl, and pyrimidyl.

[0162] According to an exemplary embodiment of the
present invention, L is monocyclic or polycyclic substituted
or unsubstituted C4 to C4, monocyclic or polycyclic arylene,
7 is monocyclic or polycyclic substituted or unsubstituted C,
to C4, N-containing monocyclic or polycyclic heteroaryl.

[0163] According to an exemplary embodiment of the
present invention, L may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group consisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and

[0164] Z may be pyridyl unsubstituted or substituted with
at least one substituent selected from the group consisting of
fluorine, methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phe-
nyl, biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridy],
and pyrimidyl.

[0165] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with halogen; C, to
C,oalkyl; C5to C; cycloalkyl; Cq to Cyp aryl; and C, to Cy
heteroaryl, and

[0166] 7 may be pyrimidyl unsubstituted or substituted
with at least one substituent selected from the group consist-
ing of fluorine, methyl, ethyl, propyl, cyclopentyl, cyclo-
hexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenanthre-
nyl, pyridyl, and pyrimidyl.

[0167] According to an exemplary embodiment of the
present invention, L may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group consisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and

[0168] Z may be triaziny] substituted or unsubstituted with
at least one substituent selected from the group consisting of
fluorine, methy], ethyl, propyl, cyclopentyl, cyclohexyl, phe-
nyl, biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridy],
and pyrimidyl.

[0169] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group comnsisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and
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[0170] Z may be carbazolyl unsubstituted or substituted
with at least one substituent selected from the group consist-
ing of fluorine, methyl, ethyl, propyl, cyclopentyl, cyclo-
hexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenanthre-
nyl, pyridyl, and pyrimidyl.

[0171] According to an exemplary embodiment of the
present invention, L may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group consisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and

[0172] the Z may be quinolinyl unsubstituted or substituted
with at least one substituent selected from the group consist-
ing of fluorine, methyl, ethyl, propyl, cyclopentyl, cyclo-
hexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenanthre-
nyl, pyridyl, and pyrimidyl.

[0173] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group consisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and

[0174] 7 may be quinazolinyl unsubstituted or substituted
with at least one substituent selected from the group consist-
ing of fluorine, methyl, ethyl, propyl, cyclopentyl, cyclo-
hexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenanthre-
nyl, pyridyl, and pyrimidyl.

[0175] According to an exemplary embodiment of the
present invention, L may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group consisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and

[0176] Z may be pyrazoloquinazolinyl unsubstituted or
substituted with at least one substituent selected from the
group consisting of fluorine, methyl, ethyl, propyl, cyclopen-
tyl, cyclohexyl, phenyl, biphenyl, naphthyl, anthracenyl,
phenanthrenyl, pyridyl, and pyrimidyl.

[0177] According to an exemplary embodiment of the
present invention, the I may be selected from the group
consisting of phenylene, biphenylene, naphthylene, anthra-
cenylene, phenanthrenylene, triphenylenylene, chryse-
nylene, benzo chrysenylene, fluorenylene, pyrenylene, and
spirobifluorenylene, and may be further substituted with at
least one substituent selected from the group consisting of
fluorine, methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phe-
nyl, biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl,
and pyrimidyl, and

[0178] 7 may be phenanthrolinyl unsubstituted or substi-
tuted with at least one substituent selected from the group
consisting of fluorine, methyl, ethyl, propyl, cyclopentyl,
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cyclohexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenan-
threnyl, pyridyl, and pyrimidyl.

[0179] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group consisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and

[0180] Z may be benzimidazolyl unsubstituted or substi-
tuted with at least one substituent selected from the group
consisting of fluorine, methyl, ethyl, propyl, cyclopentyl,
cyclohexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenan-
threnyl, pyridyl, and pyrimidyl.

[0181] According to an exemplary embodiment of the
present invention, L may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group consisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and

[0182] 7 may be benzothiazolyl unsubstituted or substi-
tuted with at least one substituent selected from the group
consisting of fluorine, methyl, ethyl, propyl, cyclopentyl,
cyclohexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenan-
threnyl, pyridyl, and pyrimidyl.

[0183] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group comnsisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and

[0184] Z may be benzoxazolyl unsubstituted or substituted
with at least one substituent selected from the group consist-
ing of fluorine, methyl, ethyl, propyl, cyclopentyl, cyclo-
hexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenanthre-
nyl, pyridyl, and pyrimidyl.

[0185] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group comnsisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and

[0186] Z may be oxadiazolyl unsubstituted or substituted
with at least one substituent selected from the group consist-
ing of fluorine, methyl, ethyl, propyl, cyclopentyl, cyclo-
hexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenanthre-
nyl, pyridyl, and pyrimidyl.

[0187] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
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ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group consisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and

[0188] Z may be naphthyridinyl unsubstituted or substi-
tuted with at least one substituent selected from the group
consisting of fluorine, methyl, ethyl, propyl, cyclopentyl,
cyclohexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenan-
threnyl, pyridyl, and pyrimidyl.

[0189] According to an exemplary embodiment of the
present invention, L may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group consisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and

[0190] Z may be phenanthrolinyl unsubstituted or substi-
tuted with at least one substituent selected from the group
consisting of fluorine, methyl, ethyl, propyl, cyclopentyl,
cyclohexyl, phenyl, biphenyl, naphthyl, anthracenyl, phenan-
threnyl, pyridyl, and pyrimidyl.

[0191] According to an exemplary embodiment of the
present invention, [ may be selected from the group consist-
ing of phenylene, biphenylene, naphthylene, anthracenylene,
phenanthrenylene, triphenylenylene, chrysenylene, benzo
chrysenylene, fluorenylene, pyrenylene, and spirobifluore-
nylene, and may be further substituted with at least one sub-
stituent selected from the group consisting of fluorine,
methyl, ethyl, propyl, cyclopentyl, cyclohexyl, phenyl,
biphenyl, naphthyl, anthracenyl, phenanthrenyl, pyridyl, and
pyrimidyl, and

[0192] Z may be dibenzophenanthridinyl unsubstituted or
substituted with at least one substituent selected from the
group consisting of fluorine, methyl, ethyl, propyl, cyclopen-
tyl, cyclohexyl, phenyl, biphenyl, naphthyl, anthracenyl,
phenanthrenyl, pyridyl, and pyrimidyl.

[0193] According to an exemplary embodiment of the
present invention, the chemical formula 1 is represented by
the following chemical formula 4 or 5.

[Chemical Formula 4]
Y=Y,
A\

Y3

N
o /7 N\ /!

Y12 Ys
Y// \\Y
1 6
\ /
L Yi©Yo Y=Y

-2
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_ _ [Chemical Formula 5]
A Y=Y,
\
Y3
/
N
Y Y.
// 12 \5\
Y Y
\
Yp=Yy Y=Y,
[0194] wherein in the chemical formulas 4 and 5,

[0195] A is directly bonded; or selected from the group
consisting of linear or branched substituted or unsubstituted
C, to Cg, alkylene, linear or branched substituted or unsub-
stituted C, to C, alkenylene, linear or branched substituted or
unsubstituted C, to Cg, alkynylene, substituted or unsubsti-
tuted C; to C4, monocyclic or polycyclic cycloalkylene, sub-
stituted or unsubstituted C, to C¢, monocyclic or polycyclic
heterocycloalkylene, substituted or unsubstituted C, to Cg,
monocyclic or polycyclic arylene, and substituted or unsub-
stituted C, to C4, monocyclic or polycyclic heteroarylene,
and

[0196] Y, toY,, are the same as defined in the chemical
formula 1.
[0197] The chemical formulas 4 and 5 mean dimer struc-

tures, and the A means a linkage of a dimer.

[0198] According to an exemplary embodiment of the
present invention, A is directly bonded; or selected from the
group consisting of substituted or unsubstituted C; to Cg,
monocyclic or polycyclic arylene, and substituted or unsub-
stituted C, to C,, monocyclic or polycyclic heteroarylene.
[0199] According to an exemplary embodiment of the
present invention, A is directly bonded or Cq to C,, monocy-
clic or polycyclic arylene.

[0200] According to an exemplary embodiment of the
present invention, A is directly bonded or phenylene, biphe-
nylene, naphthylene, or anthracenylene.

[0201] According to an exemplary embodiment of the
present application, Formula 1 is represented by the follow-
ing Formula 9.

[Formula 9]

[0202] In Formula 9,
[0203] atleast two of Ar, to Ar, are monocyclic or polycy-
clic substituted or unsubstituted C, to Cy, aryl; or monocyclic
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or polycyclic substituted or unsubstituted C, to Cg, het-
eroaryl, and the others are each independently hydrogen;
deuterium; halogen; straight-chained or branched substituted
or unsubstituted C, to C,, alkyl; monocyclic or polycyclic
substituted or unsubstituted C to Cy, aryl; or monocyclic or
polycyclic substituted or unsubstituted C, to C, heteroaryl,
[0204] Y, toY,, are the same as or different from each
other, and are each independently N or CR,

[0205] R’sare the same as or different from each other, and
are each independently selected from the group consisting of
hydrogen; deuterium; halogen; straight-chained or branched
substituted or unsubstituted C, to C, alkyl; straight-chained
or branched substituted or unsubstituted C, to Cg, alkenyl;
straight-chained or branched substituted or unsubstituted C,
to Cq, alkynyl; straight-chained or branched substituted or
unsubstituted C, to Cg, alkoxy; monocyclic or polycyclic
substituted or unsubstituted C, to Cg, cyclocalkyl; monocy-
clic or polycyclic substituted or unsubstituted C, to Cg, het-
erocycloalkyl; monocyclic or polycyclic substituted or
unsubstituted C, to Cg, aryl; monocyclic or polycyclic sub-
stituted or unsubstituted C, to C, heteroaryl;
—SiR;RR130 —PEOR R s: and €y to Cyp alkyl,
monocyclic or polycyclic substituted or unsubstituted C, to
Ceo aryl, or an amine which is unsubstituted or substituted
with monocyclic or polycyclic substituted or unsubstituted
C, to Cg, heteroaryl, orat least two adjacent R’s combine with
each other to form a monocyclic or polycyclic substituted or
unsubstituted aliphatic or aromatic hydrocarbon ring, and
[0206] R,, to R, are the same as or different from each
other, and may be each independently selected from the group
consisting of straight-chained or branched substituted or
unsubstituted C, to Cg, alkyl; monocyclic or polycyclic sub-
stituted or unsubstituted C; to C, cycloalkyl; monocyclic or
polycyclic substituted or unsubstituted C, to Cy, aryl; and
monocyclic or polycyclic substituted or unsubstituted C, to
Cgo heteroaryl.

[0207] According to an exemplary embodiment of the
present application, Formula 9 is represented by the follow-
ing Formula 10.

[Formula 10]

[0208] InFormula 10, Ar, and Ar, are each independently
monocyclic or polycyclic substituted or unsubstituted Cg to
Co aryl; or monocyclic or polycyclic substituted or unsub-
stituted C, to Cq, heteroaryl.

[0209] According to an exemplary embodiment of the
present application, Ar, and Ar, are each independently
selected from the group consisting of a phenyl group which is
unsubstituted or substituted with benzoimidazole, a naphthyl



US 2016/0204357 A1l Jul. 14,2016
13

group, a phenanthrene group, a dibenzofuran group, a diben- _continued
zothiophene group, a carbazole group, a phenanthroline 6
group, and a spirobifluorene group.

[0210] According to an exemplary embodiment of the

M N N
present application, Ar, and Ar, are the same as each other. / N\ O O / \

[0211] According to an exemplary embodiment of the
present invention, the chemical formula 1 may be selected

from the following compounds: QOQ
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[0212] The compounds described above may be prepared
based on the preparation examples described below. The fol-
lowing preparation examples are representative examples,
but if necessary, substituents may be added or excluded and
positions of substituents may be changed. Further, based on
technologies known in the art, starting materials, reactants,
reaction conditions, and the like may be changed. If neces-
sary, kinds or positions of the substituents at the other posi-
tions may be modified by those skilled in the art using tech-
nologies known in the art.

[0213] Forexample, the compound of the chemical formula
2 may be manufactured into a core structure of the following
general formula 1.

[0214] A substituent can be bonded by a method known in
the art, and a position of a substituent or the number of
substitutents can be modified according to technologies
known in the art.

Jul. 14,2016

[General Formula 1]

Y. NH,
v
JJ +
y
\Y Br
SM1 (—Br)
B(OH),
Pd(PPh3}y, KoCOs
Y Y Toluene/EtOH/H,0
// \\ :
Reflux, 12 h
SM2 (_B(OH)Z)

—_— 37

3-bromobenzoyl chloride
or 4-bromabenzoyl chloride
TEA, THF

0°C.-->1t, 1h

—_ Y

/

— —v POClI3,
Nitrobenzene
120°C.,3h

Y Y
/ N\
Y Y
\ /
Y=Y =Y
=Y
N \Y
Br.
TN/ N\ 7
Y Y
4 N\
Y Y
\

=Y =Y

[0215] In the general formula 1,Y, toY,, are the same as
defined in the chemical formula 1.

[0216] The general formula 1 is an example of an interme-
diate reaction for bonding a substituent at a position of R, in
a core structure of the chemical formula 2. To be specific, the
final compound of the general formula 1 is phenyl of which
R, is substituted with Br in the chemical formula 2. The Br
may be changed to another substituent as necessary, and the
phenyl can also be changed to another substituent by chang-
ing benzoyl chloride as a reactant.

[0217] Forexample, the compound of the chemical formula
3 may be manufactured into a core structure of the following
general formula 2.

[0218] A substituent can be bonded by a method known in
the art, and a position of a substituent or the number of
substitutents can be modified according to technologies
known in the art.
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[General Formula 2]

Y
7S
4} +
3 F
Y Br
SM1 (—Br)
05N B(OH)»
Pd(PPhj)y, K,CO3
Y, Y5 Toluene/EtOH/H,0
-_—
4 3\ Reflux, 12 h
Yu 6
L _/
Yi0=Yo Y=Y
SM4 (—B(OH),)
Yi—Y,
\\Y
3
/
OON — Y4
Te
—_—
Ys
\\Y
6
_/
Y=Y,
3-bromobenzoyl chloride
or 4-bromobenzoyl chloride
TEA, THF
0°C.-->1t,1h
Yi—Y,
/N
Y3
/
—v, POCI,
Nitrobenzene
_ >
120°C.,3h
i Ys
V4 3
Yu Ys
\ — v —
Yir=Yo Y=Y
[0219] In the general formula 2, Y, to Y, are the same as

defined in the chemical formula 1.

[0220] The general formula 2 is an example of an interme-
diate reaction for bonding a substituent at a position of R, in
a core structure of the chemical formula 3. To be specific, the
final compound of the general formula 2 is phenyl of which
R, is substituted with Br in the chemical formula 3. The Br

110
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may be changed to another substituent as necessary, and the
phenyl can also be changed to another substituent by chang-
ing benzoyl chloride as a reactant.

[0221] Another exemplary embodiment of the present
invention provides an organic light emitting device including
the compound of the chemical formula 1. To be specific, the
organic light emitting device includes an anode, a cathode,
and one or more organic material layers provided between the
anode and the cathode, wherein one or more layers of the
organic material layers include the compound ofthe chemical
formula 1.

[0222] FIGS. 1 to 3 illustrate examples of laminating order
of electrodes and organic material layers of an organic light
emitting device according to exemplary embodiments of the
present invention. However, these drawings are not provided
for limiting the scope of the present invention, and the struc-
ture of the organic light emitting device known in the art can
also be applied to the present invention.

[0223] Referring to FIG. 1, an organic light emitting device
in which an anode 200, an organic material layer 300, and a
cathode 400 are laminated in sequence on a substrate 100 is
illustrated by the diagram. However, the structure of the
organic light emitting device is not limited to this structure
only, and as illustrated in FIG. 2, an organic light emitting
device in which a cathode, an organic material layer, and an
anode are laminated in sequence on a substrate may also be
included.

[0224] FIG. 3illustrates the case where the organic material
layer is a multilayer. An organic light emitting device illus-
trated in FIG. 3 includes a hole injection layer 301, a hole
transport layer 302, alight emitting layer 303, ahole blocking
layer 304, an electron transport layer 305, and an electron
injection layer 306. However; the scope of the present inven-
tion is not limited to this laminated structure, and when nec-
essary, other layers except the light emitting layer may not be
included, and other necessary layers having other functions
may be added.

[0225] An organic light emitting device according to the
present invention may be prepared using materials and meth-
ods knownin the art except that the compound of the chemical
formula 1 is included in one or more layers of the organic
material layers.

[0226] The compound of the chemical formula 1 may form
one or more layers of the organic material layers alone in an
organic light emitting device. However, when necessary, the
compound of the chemical formula 1 may be mixed with
other materials to form the organic material layers.

[0227] The compound of the chemical formula 1 may be
used as a hole injection material, a hole transport material, a
light emitting material, a hole blocking material, an electron
transport material, an electron injection material, or the like,
in an organic light emitting device.

[0228] Forexample, the compound according to the exem-
plary embodiment of the present invention may be used as a
material of an electron injection layer, an electron transport
layer, or a layer that simultaneously injects and transports an
electron in an organic light emitting device.

[0229] Further, the compound according to the exemplary
embodiment of the present invention may be used as a mate-
rial of a light emitting layer in an organic light emitting
device. To be specific, the compound may be used alone as a
light emitting material, or may be used as a host material or a
dopant material of a light emitting layer.
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[0230] Furthermore, the compound according to the exem-
plary embodiment of the present invention may be used as a
phosphorescent host material in an organic light emitting
device. In this case, the compound according to an exemplary
embodiment of the present invention is included together
with a phosphorescent dopant.

[0231] Moreover, the compound according to the exem-
plary embodiment of the present invention may be used as a
material of a hole blocking layer in an organic light emitting
device.

[0232] Inthe organic light emitting device according to the
present invention, other materials than the compound of the
chemical formula 1 are illustrated below, but they are for
illustrative purposes only, and are not intended to limit the
scope of the present invention, and can be substituted with
materials known in the art.

[0233] As the anode material, materials having relatively
large work function may be used, and transparent conductive
oxides, metals, conductive polymers, or the like may be used.

[0234] As the cathode material, materials having relatively
small work function may be used, and metals, metal oxides,
conductive polymers, or the like may be used.

[0235]  As the hole injection material, hole injection mate-
rials known in the art may be used, and for example, phtha-
locyanine compounds such as copper phthalocyanine dis-
closed in U.S. Pat. No. 4,356,429, or starbust-type amine
derivatives disclosed in a literature [ Advanced Material, 6, p.
677 (1994)], such as TCTA, m-MTDATA, m-MTDAPB,
Pani/DBSA (polyaniline/dodecylbenzenesulfonic acid) or
PEDOT/PSS (poly(3,4-ethylenedioxythiophene)/poly(4-sty-
renesulfonate)), Pani/CSA (polyaniline/camphor sulfonic
acid) or PANI/PSS (polyaniline/poly(4-styrene-sulfonate),
which is a conductive polymer having solubility, or the like,
may be used.

[0236] As the hole transport material, a pyrazoline deriva-
tive, an arylamine-based derivative, a stilbene derivative, a
triphenyldiamine derivative, or the like may be used, and a
low molecular or high molecular material may also be used.

[0237] As the electron transport material, an oxadiazole
derivative, anthraquinodimethane and a derivative thereof,
benzoquinone and a derivative thereof, naphthoquinone and a
derivative thereof, anthraquinone and a derivative thereof,
tetracyanoanthraquinodimethane and a derivative thereof, a
fluorenone derivative, diphenyldicyanoethylene and a deriva-
tive thereof, a diphenoquinone derivative, 8-hydroxyquino-
line and a metal complex of a derivative thereof, or the like,
may be used, and a high molecular material as well as a low
molecular material may also be used.

[0238] As the electron injection material, for example, LiF
is typically used in the related industry. However, the present
invention is not limited thereto.

[0239] As the light emitting material, a red, green, or blue
light emitting material may be used, and when necessary, two
or more light emitting materials may be mixed and used.
Further, as the light emitting material, a fluorescent material
may be used and a phosphorescent material may also be used.
As the light emitting material, materials that emit light alone
by bonding the holes and the electrons injected from an anode
and a cathode, respectively, may be used. However, materials
in which a host material and a dopant material are both
involved in light emitting may also be used.

Jul. 14,2016

[0240] Ifthe compound according to the present invention
is used as a phosphorescent host material, a phosphorescent
dopant material to be used together may employ those known
in the art.

[0241] For example, phosphorescent dopant materials as
expressed by LL'MX, LL'L"M, LMXX', L,MX, and ;M
may be used, but the present invention is not limited thereto.

[0242] Herein, L, L', L", X, and X' are not equivalent,
bidentate ligands, and M is a metal that forms octahedral
complexes.

[0243]

[0244] L is an anionic bidentate ligand which coordinates
to M via an sp” hybridized carbon and a heteroatom, and X
functions to trap electrons or holes. Non-limiting examples of
the [ may include 2-(1-naphthyl)benzoxazole, (2-phenylben-
zoxazole), (2-phenylbenzothiazole), (2-phenylbenzothiaz-
ole), (7,8-benzoquinoline), (thienylpyridine), phenylpyri-
dine, benzothienylpyridine, 3-methoxy-2-phenylpyridine,
thienylpyridine, and tolylpyridine. Non-limiting examples of
the X may include acetylacetonate (acac), hexafluoroacety-
lacetonate, salicylidene, picolinate, and 8-hydroxyquinoli-
nate.

[0245] More specific examples will be described below, but
the present invention is not limited thereto.

M may be iridium, platinum, osmium, or the like.

N/
\/
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N/

N/

Y \\Ir
L

— —3 — —3

2

\/

[0246] Hereinafter, the present invention will be described
in more detail with reference to examples, however, it is to be
understood that these are for illustrative purposes only, and
are not intended to limit the scope of the present invention.
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Preparation Example 1

Preparation of Compound 2

[0247]

(HO):B

|
NH,
Pd(PPh3)y, K»CO3
_—
Toluene/EtOH/H,0
Br reflux, 12 h, 40%

N

O +
0]

21

Cl
TEA, THF

B —————

0°C.->RT,2h, 51%

Q

POC;,

Nitrobenzene
_——

reflux, 12 h, 41%

2-2

"
Z

Xz
(0

[0248] Preparation of Compound 2-1

[0249] A mixed solution of 50.6 g (0.294 mol) of 2-bro-
moaniline, 71.8 g (0.324 mol) of phenanthren-9-yl boronic
acid, K,CO; (121.7 g, 0.882 mmol), Pd(PPh;), (17.0 g,
0.0147 mol), and toluene, EtOH, H,O (500 m1/200 m1/100
ml) was put into a two neck round bottom flask (two neck
rb.f) and refluxed and stirred therein under nitrogen for 12
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hours. A reaction mixture cooled to room temperature was _continued
extracted with MC (methylene chloride)/H,O and dried using
MgSO, and then filtered. After being concentrated, the result-
ant reaction product was separated by column chromatogra-
phy (SiO,, hexane:MC (methylene chloride)=2:1). As a
result, an ivory solid compound 2-1 (32 g, 40%) was obtained.

[0250] Preparation of Compound 2-2

[0251] Compound 2-1 (10.0 g, 0.0371 mol) was dissolved
in 100 ml of THF (tetrahydrofuran) within a one neck round
bottom flask (one neck r.b.f) under nitrogen, and triethy-
lamine (15.4 ml, 0.111 mol) was added dropwise thereto at
room temperature. A fter the reaction mixture was cooled to 0°

C., 2-naphthoyl chloride was dissolved in 50 ml of THF and a _ TEATHF
slowly added dropwise thereto at a low temperature. Then, the 0°C.-->RT, 21, 69%
resultant reaction product was stirred at room temperature for Br

2 hours and added with H,O to terminate the reaction. The o
solvent was distilled under reduced pressure, and then MC Br
(methylene chloride)/H,O was extracted. The resultant reac- N O
POCL,

tion product was dried using MgSO, and then filtered. After
distillation under reduced pressure and concentration, the Nitrobenzene
resultant reaction product was dissolved in a small amount of
MC (methylene chloride) and added with methanol to pre-

_———
reflux, 12 h, 76%
cipitate a solid. As a result, an ivory solid compound 2-2 (8.01 QOQ

2, 51%) was obtained.
[0252] Preparation of Compound 2 181

[0253] Compound 2-2 (8.01 g, 0.0189 mol) was dissolved
in nitrobenzene (80 ml) within a one neck round bottom flask
(one neck r.b.f), and POCI; (phosphorous oxychloride) (0.35
ml, 3.78 mmol) was added dropwise thereto at room tempera-
ture and then refluxed and stirred for 12 hours. After the
reaction was terminated, the mixed solution was cooled to

1. n-BuLi, PhsPCl,
THF, 12h

_—
2. H,0,/H,0, MC,
1h22%

room temperature and neutralized with NaHCO; aqueous
solution. Then, MC (methylene chloride)/H,O was extracted.
The resultant reaction product was dried using MgSO,, and
then filtered. After the solvent was distilled under reduced
pressure and concentrated, a small amount of MC (methylene
chloride) and an excessive amount of hexane were added to
precipitate a solid. As a result, a yellow solid compound 2
(4.67 g, 61%) was obtained.

Preparation Example 2 QOQ

Preparation of Compound 18

18
[0254]
[0255] Preparation of Compound 18-1
(HO)B [0256] Compound 2-1 (32 g, 0.119 mol) was dissolved in
2

THF (200 ml) within a one neck round bottom flask (one neck
r.b.f) under nitrogen, and triethylamine (49.4 ml, 0.356 mol)

+ was added dropwise thereto at room temperature. After the

reaction mixture was cooled to 0° C., 39.2 g (0.179 mol) of

4-bromobenzoyl chloride was dissolved in 50 ml of THF and

slowly added dropwise thereto at a low temperature. Then, the

NH, resultant reaction product was stirred at room temperature for
Pd(PPhs)s, K2CO5 2 hours and added with H,O to terminate the reaction. The
Toluene/EtOH/H,0 solvent was distilled under reduced pressure, and then MC
Br reflux, 12 h, 40% (methylene chloride)/H,O was extracted. The resultant reac-

tion product was dried using MgSO, and then filtered. After
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distillation under reduced pressure and concentration, the
resultant reaction product was dissolved in a small amount of
MC (methylene chloride) and added with methanol to pre-
cipitate a solid. As a result, an ivory solid compound 18-1
(37.1 g, 69%) was obtained.

[0257] Preparation of Compound 18-2

[0258] Compound 18-1(20 g, 0.0442 mol) was dissolved in
nitrobenzene (150 ml) within a one neck round bottom flask
(one neck rb.f), and POCI; (phosphorous oxychloride) (0.82
ml, 8.84 mmol) was added dropwise thereto at room tempera-
ture and then refluxed and stirred for 12 hours. After the
reaction was terminated, the mixed solution was cooled to
room temperature and neutralized with NaHCO; aqueous
solution. Then, MC (methylene chloride)/H,O was extracted.
The resultant reaction product was dried using MgSO, and
then filtered. After the solvent was distilled under reduced
pressure and concentrated, a small amount of MC (methylene
chloride) and an excessive amount of hexane were added to
precipitate a solid. As a result, a pale yellow solid compound
18-2 (14.5 g, 76%) was obtained.

[0259] Preparation of Compound 18

[0260] Compound 18-2 (10 g, 0.023 mol) was dissolved in
anhydrous THF (50 ml) within a one neck round bottom flask
(one neck r.b.f) under nitrogen and then cooled to —78° C.
Then, n-butyllithium (2.5 M in hexane) (12 ml, 0.0299 mol)
was slowly added dropwise thereto and stirred for 1 hour. 5.37
ml (0.0299 mol) of chlorodiphenylphosphine was added
dropwise to the above solution and stirred at room tempera-
ture for 12 hours. The reaction mixture was extracted with
MC (methylene chloride)/H,O and distilled under reduced
pressure. Thereaction mixture was dissolvedin 250 ml of MC
(methylene chloride) and then stirred with 20 ml of 30%
H,0, aqueous solution at room temperature for 1 hour. The
reaction mixture was extracted with MC (methylene chlo-
ride)/H,0, and then the concentrated mixture was separated
by column chromatography (SiO,, MC (methylene chloride):
methanol=25:1). As a result, a yellow solid compound 18
(2.81 g, 22%) was obtained.

Preparation Example 3

Preparation of Compound 22

[0261]

(HO),B

Q +
NH,

Pd(PPhs)y, KoCO;5
—_— -

Toluene/EtOH/H,0O
Br reflux, 12 h, 40%
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-continued

H2N Q

2-1

0]
Cl TEA, THF
T e
0°C.-->RT,2h, 69%
Br

0]
HN Q
POCI3,
Nitrobenzene
S
O reflux, 12 h, 76%
18-1

=
N

+

N
Br/

Pd(PPhs)4, K,CO3
Toluene/EtOH/H,0
reflux, 12 hr, yield 58%

[0262] Preparation of Compound 22

[0263] A mixed solution of Compound 18-2 (10.0 g, 0.023
mol), 4.38 g (0.0253 mol) of quinolin-3-yl boronic acid,
K,CO; (9.52g,0.069 mmol), Pd(PPh;), (1.33 g, 1.15 mmol),
and toluene, EtOH, H,0 (200 m1/30 m1/30 ml) was put into a
two neck round bottom flask (two neck r.b.f) and refluxed and
stirred therein under nitrogen for 12 hours. A reaction mixture
cooled to room temperature was extracted with MC (methyl-
ene chloride)/H,O and dried using MgSO, and then filtered.
After being concentrated, the resultant reaction product was
separated by column chromatography (SiO,, hexane:ethyl
acetate=2:1). As a result, a yellow solid compound 22 (6.4 g,
58%) was obtained.
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Preparation Example 4

Preparation of Compound 37

[0264]

(HO),B
Pd(PPh3)4, K,CO3
=
Toluene/EtOH/H,0
reflux, 12 h, 40%

N
O +
2
0]
Cl TEA, THF
i
0° C. -->RT, 2h, 69%
Br
0]
}IN Q

afe
-0 i oe

H
l l .

POCI;,
Nltrobenzene

reﬂux 12 h, 76%

PACL2(dppD), KOAc

1,4-Dioxane
reflux, 3 h, 73%

18-2

Pd(PPh3)4, K2C03
Toluene/EtOH/H,O
reflux, 12 h, 74%

37-1

115
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[0265] Preparation of Compound 37-1

[0266] A mixedsolution of Compound 18-2 (13.6g,0.0313
mol), 10.3 g (0.0407 mol) of bis(pinacolato)diboron, 9.21 g
(0.0939 mol) of KOAc (potassium acetate), 1.14 g (1.56
mmol) of PACL,(dpp{), and 250 ml of 1,4-dioxane was put
into a two neck round bottom flask (two neck r.b.f) and
refluxed and stirred therein under nitrogen for 3 hours. A
reaction mixture cooled to room temperature was extracted
with MC (methylene chloride)/H,O and dried using MgSO,,
and then filtered. After being concentrated, a solid is pro-
duced with hexane and filtered. As a result, an ivory solid
compound 37-1 (11.2 g, 73%) was obtained.

[0267] Preparation of Compound 37

[0268] A mixed solution of Compound 37-1 (10.0 g, 0.021
mol), 7.11 g (0.023 mol) of 2-bromo-4,6-diphenylpyrimi-
dine, K,CO; (8.69 g, 0.063 mmel), Pd(PPh;), (1.21 g, 1.05
mmol), and toluene, EtOH, H,O (100 m1/20 m1/20 ml) was
put into a two neck round bottom flask (two neck r.b.f) and
refluxed and stirred therein under nitrogen for 12 hours. The
solvent of the reaction mixture was filtered and the resultant
solid was washed with 200 ml of toluene, 300 ml of hexane,
and 300 m] of methanol in sequence. As a result, a white solid
compound 37 (9.1 g, 74%) was obtained.

Preparation Example 5

Preparation of Compound 63

[0269]

(HO),B

+

NH,
Pd(PPhs)y, K,CO3
.
Toluene/EtOH/H,O
Br reflux, 12 b, 40%
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_continued dissolved in 50 ml of THF was slowly added dropwise
thereto. Then, after stirring at room temperature for 2 hours,
H,O was added to terminate the reaction. The solvent was
distilled under reduced pressure, and MC (methylene chlo-
ride)/H,O was extracted and dried using MgSO, and then
filtered. After distillation under reduced pressure and concen-
tration, the resultant reaction product was dissolved in a small
amount of MC (methylene chloride) and added with metha-
nol to precipitate a solid. As a result, an ivory solid compound
18-1 (35.0 g, 65%) was obtained.

[0272] Preparation of Compound 63-2
TEA THF

\©)}\ . C RT.20 6% [0273] Compound 63-1 (35.0 g, 0.077 mol) was dissolved
in 200 ml of nitrobenzene within a two neck round bottom
flask (two neck r.b.f) and then 1.4 ml (0.015 mol) of POCI,
(phosphorous oxychloride) was added dropwise thereto at
room temperature and refluxed and stirred therein for 12
hours. After the reaction was terminated, the mixed solution
HN Q POCL, Nitrobeazene was cooled to room temperature and neutralized with
- . NaHCO, aqueous solution. Then, MC (methylene chloride)/
reflux, 12.h, 30% H,O was extracted. The resultant reaction product was dried

using MgSO, and then filtered. After the solvent was distilled

OQ under reduced pressure and concentrated, a small amount of

MC (methylene chloride) and an excessive amount of hexane
were added to precipitate a solid. As a result, a pale yellow

63-1 solid compound 63-2 (26.7 g, 80%) was obtained.
B(OH) .

[0274] Preparation of Compound 63

[0275] A mixed solution of Compound 63-2 (10.0 g, 0.023
mol), 6.94 g (0.0253 mol) of (3, S-diphenylphenyl)boronic
acid, K,CO, (9.52 g, 0.069 mol), Pd(PPh,), (1.32 g, 1.15
mol), and toluene, ethanol, H,O (200 m1/30 ml/30 ml) was
> put into a two neck round bottom flask (two neck r.b.f) and
Pd(PPhs)y, KoCO5 refluxed and stirred therein under nitrogen for 12 hours. A
Tg;zyggfggio reaction mixture cooled to room temperature was extracted
T with MC (methylene chloride)/H,O and dried using MgSO,
and then filtered. After being concentrated, the resultant reac-
tion product was separated by column chromatography
(810,, hexane:MC (methylene chloride)=2:1). As a result, a

Q /N white solid compound 63 (8.86 g, 66%) was obtained.

Preparation Example 6

Q O QOQ Preparation of Compound 73

[0276]
Q (HO):B
63

=%
[0270] Preparation of Compound 63-1 Q Q
[0271] Compound 2-1 (32 g, 0.119 mol) was dissolved in NH,
200 ml of THF within a one neck round bottom flask (one Pd(PPhg)y, KoCO3

_—

neck r.b.f) and then triethylamine (49.4 ml, 0.356 mol) was Toluene/EtOR/H,0
added dropwise thereto at room temperature. The reaction Br reflux, 12 b, 40%

mixture was cooled to 0° C., and 3-bromobenzoyl chloride



US 2016/0204357 A1l
117

-continued

LN

TEA, THF
_—

¢ C—RT, 2 h, 65%

POCI;, Nitrobenzene

_—

reflux, 12 h, 80%

1. n-BuLi, Ph,PCL, THF, 12 h

2. H,0,/H,0, MC, 1 b, 30%

Br
73
[0277] Preparation of Compound 73
[0278] Compound 63-2 (10.0 g, 0.023 mol) was dissolved

in anhydrous THF (50 ml) within a one neck round bottom
flask (one neck r.b.f) under nitrogen and then cooled to -78°
C. Then, 12.0 ml (0.0299 mol) of n-butyllithium (2.5 M in
hexane) was slowly added dropwise thereto and stirred for 1
hour. 5.37 ml (0.0299 mol) of chlorodiphenylphosphine was
added dropwise to the above solution and stirred at room
temperature for 12 hours. The reaction mixture was extracted
with MC (methylene chloride)/H,O and distilled under
reduced pressure. The reaction mixture was dissolved in 50

Jul. 14,2016

ml of MC (methylene chloride) and then stirred with 20 m1 of
30% H,0, aqueous solution at room temperature for 1 hour.
The reaction mixture was extracted with MC (methylene
chloride)/H,O, and then the concentrated mixture was sepa-
rated by column chromatography (Si0,, MC (methylene
chloride):methanol=25:1). As a result, a yellow solid com-
pound 73 (3.83 g, 30%) was obtained.

Preparation Example 7

Preparation of Compound 92

[0279]
(HO),B
Pd(PPh3)y,
I\zCOg
Toluene/EtOH/

L0
reflux, 12 h,

40%

- Q
0]
Br. TEA, THF

—_— -

0°C.—RT,2h, 65%

Cl

Br

0]

0
8%

Q 4 X s
O PACI2(dppD), KOAC

POCI;, Nitrobenzene
_—

reflux, 12 h, 80%

1,4-Dioxane
reflux, 3 h, 75%
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Pd(PPh;)4, K,CO5
Toluene/EtOH/H,0
reflux, 12 h, 57%

TEA THF

0° —RT, 214, 65%

HN
Q POCI;, Nitrobenzene
_——

reflux, 12 h, 80%

[0280] Preparation of Compound 92-1

[0281] A mixed solution of Compound 63-2 (14 g, 0.0322
mol), bispinacolate diboron) (9.82 g, 0.0386 mol), 9.48 g

(0.0966 mol) of KOAc (potassium acetate), 1.18 g (1.61
mmol) of PACL,(dppf), and 1,4-dioxane (250 ml) was put into .

a two neck round bottom flask (two neck r.b.f) and refluxed

and stirred therein under nitrogen for 3 hours. A reaction

mixture cooled to room temperature was extracted with MC
(methylene chloride)/H,O and dried using MgSO, and then

filtered. After being concentrated, a solid is produced with
hexane and filtered. As a result, an ivory solid compound 92-1
(11.6 g, 75%) was obtained.

[0282] Preparation of Compound 92

[0283] A mixed solution of Compound 92-1 (11.6 g, 0.024
mol), 8.25 g (0.0265 mol) of 2-bromo-4,6-diphenylpyrimi-
dine, K,CO; (9.94 g, 0.072 mmol), Pd(PPh;), (1.39 g, 1.2
mmol), and toluene, ethanol, H,O (200 m1/30 m1/30 ml) was
put into a two neck round bottom flask (two neck r.b.f) and
refluxed and stirred therein under nitrogen for 12 hours. The
solvent of the reaction mixture was filtered and the resultant
solid was washed with 200 ml of toluene, 300 ml of hexane,
and 300 ml of methanol in sequence. As a result, a white solid
compound 92 (8.04 g, 57%) was obtained.

Preparation Example 8

Cu, 18-crown-6-ether, K,CO3
0-DCB, relfux, 12 h, 54%

Preparation of Compound 111
[0284]
(HO)B
111
O Q | :
NH, Br
Pd(PPhs)4, K,CO5 O BOH) Pd(PPh)s, K,CO;,

Toluene/EtOH/H,O THE/H,0, reflux, 61%
Br reflux, 12 h, 40%
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PPh,
—_ =

Q. 0-DCB, 36%

A-l

0,N

S0

[0285] Preparation of Compound A-1

[0286] A mixture of 25.9 g (0.108 mol) of (9,9-dimethyl-
9H-fluoren-2-yl)boronic acid, 20 g (0.099 mol) of 1-bromo-
2-nitrobenzene, Pd(PPh,), (5.7 g, 4.95 mmol), K,CO, (27.3
2, 0.198 mol), and THF (250 m1)/H,O (50 ml) was put into a
one neck round bottom flask (one neck r.b.f) and refluxed and
stirred for 24 hours. After a water layer was removed, an
organic layer was dried using MgSO,. After being concen-
trated, the resultant reaction product was separated by column

(HO);B
NH,

Br

Br TEA, THF
C ———
0° C—RT, 2 h, 65%

Pd(PPh3)4, K,CO3

+ - @ 0.

Toluene/FtOH/H,O
reflux, 12 h, 40%

Jul. 14,2016

chromatography (SiO,, hexane:MC (methylene chloride)=2:
1). As aresult, a yellow solid compound A-1 (21 g, 61%) was
obtained.

[0287] Preparation of Compound A-2
[0288] A mixture of Compound A-1 (20 g, 0.0634 mmol),

PPh; (49.8 g, 0.190 mol), and o-dichlorobenzene (0-DCB)
(300 ml) was put into a one neck round bottom flask (one neck
rb.f) and refluxed and stirred under nitrogen for 18 hours.
After o-dichlorobenzene (0-DCB) was distilled under
reduced pressure and removed, the resultant reaction product
was separated by column chromatography (Si0O,, hexane:MC
(methylene chloride)=3:1). As a result, a white solid com-
pound A-2 (6.6 g, 36%) was obtained.

[0289] Preparation of Compound 111
[0290] A mixture of Compound 63-2 (8.0 g, 0.0184 mol),

Compound A-2 (4.74 g, 0.0167 mol), Cu (0.58 g, 9.2 mol),
0.97 g (3.68 mmol) of 18-crown-6-ether, K,CO; (12.7 g,
0.092 mol), and o-dichlorobenzene (0-DCB) (80 ml) was put
into a one neck round bottom flask (one neck rb.f) and
refluxed and stirred under nitrogen for 12 hours. After
o-dichlorobenzene (0-DCB) was distilled under reduced
pressure and removed, the resultant reaction product was
separated by column chromatography (8i0,, hexane:MC
(methylene chloride)=4:1). As a result, a white solid com-
pound 111 (6.3 g, 54%) was obtained.

Preparation Example 9

Preparation of Compound 130
[0291]

2

Q POCl3, Nitrobenzene

_—_—m
reflux, 12 h, 80%
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B-2

Cu, 18-crown-6-ether, K,CO;
0-DCB, reflux, 12 h, 51%

OQ /\

130
o 0 H H
NH,NH,HCL N, N

EtOH AcOH/TFA

+ — +
4 h/60° 15 h/100° C., 42%
C.
B-1
Cu, K,C0;3, 18-C-6-¢
0-DCB
- . a1

[0292] Preparation of Compound B-1

[0293] Sulfuric acid (1.4 mL, 0.0374 mol) was slowly
added dropwise to a mixture of 30.0 g (0.374 mol) of 1,2-
dicyclohexanone, 77.37 g (0.749 mol) of phenylhydrazine
hydrochloride, and ethanol (1000 ml) in a one neck round
bottom flask (one neck r.b.f) under nitrogen and stirred at 60°
C. for 4 hours. The mixed solution cooled to room tempera-
ture was filtered, and a light brown solid (69 g, 93%) was
obtained. Trifluoroacetic acid (46.5 mL, 0.6 mol) was added
to a mixture of the above solid (68.9 g, 0.25 mol) and acetic
acid (700 ml) within a one neck round bottom flask (one neck
r.b.f) and stirred at 100° C. for 15 hours. The mixed solution
cooled to room temperature was washed with acetic acid and
hexane and filtered. As a result, an ivory solid B-1 (27.3 g,
42%) was obtained.

[0294] Preparation of Compound B-2

[0295] A mixture of Compound B-1 (2.1 g, 0.0082 mol),
iodobenzene (2.5 g, 0.013 mol), Cu (0.312 g, 0.0049),
18-crown-6-ether (0.433 g, 0.0016 mol), K,CO, (3.397 g,
0.0246 mol), and o-dichlorobenzene (0-DCB) (20 ml) was
refluxed and stirred in a two neck round bottom flask (two
neck r.b.f) under nitrogen for 16 hours. The mixed solution
cooled to room temperature was extracted with MC (methyl-
ene chloride)/H,O and concentrated and separated by column

16 Wreflux, 64% Q N, N O

B-2

chromatography (SiO,, hexane:ethyl acetate=10:1). As a
result, a white solid compound B-2 was obtained (1.76 g,

64%).
[0296] Preparation of Compound 130
[0297] A mixture of Compound 63-2 (5.0 g, 0.0115 mmol),

Compound B-2 (3.48 g, 0.01 mmol), Cu (0.32 g, 5.0 mmol),
18-crown-6-ether (0.53 g, 2.0 mmol), K,CO; (6.9 g, 0.05
mol), and o-dichlorobenzene (0-DCB) (30 ml) was refluxed
and stirred in a two neck round bottom flask (two neck r.b.f)
under nitrogen for 12 hours. After o-dichlorobenzene
(0-DCB) was distilled under reduced pressure and removed,
the resultant reaction product was separated by column chro-
matography (SiO,, hexane:MC (methylene chloride)=3:1).
As aresult. a solid compound 130 (3.5 g, 51%) was obtained.

Preparation Example 10

Preparation of Compound 181
[0298]

(HO),B
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NH,
Pd(PPhs)4, K5CO3

Toluene/EtOH/H,0
Br reflux, 12 h, 40%

TEA THF

\O/L 0O C.—RT,2h, 69%
POCI3, Nitrobenzene

_—m
reflux, 12 h, 76%

B(OH),

Pd(PPh3)4, K,CO5
Toluene/EtOH/H,O
reflux, 12 h, 67%

X

CQ O )
YaNaYe

Jul. 14,2016

[0299] Preparation of Compound 181

[0300] A mixed solution of Compound 63-2 (10.0 g, 0.023
mol), phenanthrene-9-yl boronic acid (5.6 g, 0.0253 mol),
K,CO; (9.5 g, 0.069 mol), Pd(PPh,), (1.33 g, 1.15 mmol),
and toluene, ethanol, H,O (200 m1/30 ml/30 ml) was put into
a two neck round bottom flask (two neck r.b.f) and refluxed
and stirred therein for 12 hours. A reaction mixture cooled to
room temperature was extracted with MC (methylene chlo-
ride)/H,0 and dried using MgSO, and then filtered. After
being concentrated, the resultant reaction product was sepa-
rated by column chromatography (Si0O,, hexane:MC (meth-
ylene chloride)=1:1). As a result, a white solid compound 181
(8.19 g, 67%) was obtained.

Preparation Example 11

Preparation of Compound 209

[0301]
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(HO),B
NH,
Pd(PPh3)y, K,CO3
+ _— +

Toluene/FtOH/H,O

Br reflux, 12 h, 40%

2-1
0
Br
TEA, THF POCl3, Nitrobenzene
q —> B ——————

0°C.—RT,2h,69% reflux, 12 h, 76%

18

-1
O DX
(6] (6]

PACI2(dppf), KOAc
Q Q 1,4-Dioxane

18-2

SIS

Br
C-1
Pd(PPh3)4, K,CO3

Toluene/EtOH/H,0O
reflux, 12 h, 45%
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CuCl, X,COs
Toluene 24 h, reflux

& go==

Br

[0302]

[0303] A mixture of 1,3,5-tribromobenzene (10.0 g, 0.031
mol), 9H-carbazole (10.37 g, 0.062 mol), CuCl (0.3 g, 3.1
mmol), K,CO; (8.56 g, 0.062 mol), and toluene (400 ml) was
refluxed and stirred in a two neck round bottom flask (two
neck r.b.f) under nitrogen for 24 hours. The mixed solution
cooled to room temperature was extracted with MC (methyl-
ene chloride)/H,O and dried using MgSO, and then filtered.
After being concentrated, the resultant reaction product was
separated by column chromatography (8i0,, hexane:MC
(methylene chloride)=1:1). As a result, a white solid com-
pound C-1 was obtained (9.75 g, 65%).

Preparation of Compound C-1

[0304] Preparation of Compound 209

[0305] A mixed solution of Compound 37-1 (10.0 g, 0.021
mol), Compound C-1 (9.2 g,0.019 mol), K,CO, (8.7 g,0.063
mol), Pd(PPhy), (1.21 g, 1.05 mmol), and toluene, ethanol,
H,0 (200 ml/30 m1/30 ml) was refluxed and stirred in a two
neck round bottom flask (two neck r.b.f) under nitrogen for 12
hours. The mixed solution cooled to room temperature was
extracted with MC (methylene chloride)/H,O and dried using
MgSQ, and then filtered. After being concentrated, the result-
ant reaction product was separated by column chromatogra-
phy (SiO,, hexane:MC (methylene chloride)=1:1). As a
result, a white solid compound 209 (7.2 g, 45%) was
obtained.

209

Br

C-1
Preparation Example 12

Preparation of Compounds 220, 224, 228, 232, 236,

240, and 244
[0306]
Y, NH,
N
4} +
3.
Yy Br
SM1 (-Br)
B(OH),
Pd(PPh3)4, K,CO3
Toluene/EtOH/H,0
le Y5 _—
Vi 2 Reflux, 124
Y Y
o _/
Yo=Yy Y=Y,
SM2 (-B(OH),)
Y—Y;
A\
LN hE 3-bromobenzoyl chloride
—Y, or 4-bromobenzoyl chloride
TEA, THF
0°C.—1t, 1h
Y Ys
Y// \\Y
11 6
o -/
Y1p=Yy Y=Y
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o Y —Y
Br. 1 2
N | u 3
¢ \ C—N / Y3
— —,
POCI3, Nitrobenzene
_—
120°C,3h
Y2 Ys
Vi W
Yu Ye
\ -
Y10=Yo

Preparation Example 13

Preparation of Compounds 248, 252, 256, 260, 264,

268, and 272
[0307]
Y
v
4} +
3
Yy Br
SM3 (-Br)
0N B(OH]),
Pd(PPh3), K>CO5
Toluene/EtOH/H,0
le Y5 _——
Vi N Reflux, 12 h
Yu Yo
N _/
Yi0=Ys Y=Y,
SM4 (-B(OH),)
YI—Y>
/N
3
/
0N —v,
Fe
—_—
Ys
\\Y
6
/
Ys=Y;

3-bromobenzoyl chleride
ar 4-bromobenzoy! chloride
TEA, THF

0°C.—1t,1h

Jul. 14,2016

124

-continued

o YV —Y

Br 1 2

N Il 3
/ \ c—X / Yy,

_ _/

Yy

POCI;, Nitrobenzene

—_— -

120°C,, 3h

[0308] Inthe preparation examples 12 and 13, Compounds
220 to 275 of the present invention can be prepared by modi-
fying a starting material 1 (SM1 (—Br)), a starting material 2
(SM2 (—B(OH), ), a starting material 3 (SM3 (—Br)),and a
starting material 4 (SM4 (—B(OH),). As the starting mate-
rials 1 to 4, compounds respectively having the structures as
listed in the following Table 1 were used to prepare Com-
pounds 220,224,228, 232, 236,240,244, 248, 252, 256, 260,
264,268, and 272. Herein, Y toY,, are —CH, but Y, to Y,
in the starting materials 1 to 4 can be modified.

TABLE 1
Com:
pound SM1 (—Br) SM2 (—B(OH),)
220 N N\ B(OH),
’ g Q Q
224 HoN N B(OH),
N
o QQ
228 NH, B(OH),

Br.
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Com: Com-
pound SMI (—Br) SM2 (—B(OH),) pound SM1 (—Br) SM2 (—B(OH),)
232 B(OH), O/Br B(OH),
L9 O
236 NI, B(CH),
@ : Br B(OH),
Br O Q
240 NH, B(OH), '
©: Br B(OH),
’ Q Q O/

244

= E

ol

248

w
&

/

\

Z\ /> 4

o

256

jexl
=

o

260

88

w
13

Preparation Example 14

B(OH)

Preparation of Compound 324

[0309]
O,N B(OH),

o

%

N
e

Q

O.N B(OH),

0N B(OH),

N

Pd(PPh3)y, KoCO3
Toluene/EtOH/H,O

—_—

flux, 12 h, 65%
ON B(OM), reflux,

o
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[0310] Preparation of Compound 324

[0311] A mixed solution of Compound 37-1(10.0g, 0.0208
mol), 4-([1,1'-biphenyl]-4-y1)-6-bromo-2-phenylpyrimidine
(9.65 g, 0.249 mol), K,CO; (8.61 g, 0.062 mol), Pd(PPhs),
(1.20 g, 0.00104 mol), and toluene, ethanol, H,O (200 m1/30
ml/30ml) was refluxed and stirred in a two neck round bottom
flask (two neck r.b.f) under nitrogen for 12 hours. A precipi-
tated solid was filtered with the reaction mixture cooled to
room temperature and washed with toluene and methanol.
The filtered solid was dissolved in an excessive amount of hot
toluene and allowed to pass through silica gel and then con-
centrated. The resultant reaction product was dissolved in a
small amount of EA and in a small amount of 1,2-dichloro-
ethane and then filtered. As a result, a white solid compound
324 (8.95 g, 65%) was obtained.

Preparation Example 15

Preparation of Compound 337

[0312]

Jul. 14,2016
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B py(PPhy), K,CO;8

Toluene/EtOH/H,0
- 000"
reflux, 12 h, 75%

337

[0313] Preparation of Compound 337

[0314] A mixedsolution of Compound 37-1(10.0g, 0.0208
mol),  4-([1,1'-biphenyl]-4-y1)-6-(4-bromophenyl)-2-phe-
nylpyrimidine (11.54 g, 0.249 mol), K,CO; (8.61 g, 0.062
mol), Pd(PPh,), (1.20 g, 0.00104 mol), and toluene, ethanol,
H,0 (200 ml/30 m1/30 ml) was refluxed and stirred in a two
neck round bottom flask (two neck r.b.f) under nitrogen for 12
hours. A precipitated solid was filtered with the reaction mix-
ture cooled to room temperature and washed with toluene and
methanol. The filtered solid was dissolved in an excessive
amount of hot toluene and allowed to pass through silica gel
and then concentrated. The resultant reaction product was
dissolved in a small amount of EA and in a small amount of
1,2-dichloroethane and then filtered. As a result, a white solid
compound 337 (11.5 g, 75%) was obtained.

Preparation Example 16

Preparation of Compound 376

[0315]
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Pd(PPh3)s, K503
N Toluene/BtOH/H,O
20 v
N Cl  reflux, 12 h, 44%

[0316] Preparation of Compound 376

[0317] A mixed solution of Compound 37-1(10.0 g, 0.0208
mol), 4-chloro-2-phenylquinazoline (5.99 g, 0.0249 mol),
K,CO, (8.61 g, 0.062 mmol), Pd(PPh,), (1.20 g, 0.00104
mol), and toluene, ethanol, H,O (200 m1/30 m1/30 ml) was
refluxed and stirred in a two neck round bottom flask (two
neck r.b.f) under nitrogen for 12 hours. The reaction mixture
cooled to room temperature was extracted with MC (methyl-
ene chloride)/H,O and dried using MgSO, and then filtered.
After being concentrated, the resultant reaction product was
separated by column chromatography (SiO,, hexane:MC=2:
1). As aresult, a white solid compound 376 (8.61 g, 44%) was
obtained.

Preparation Example 17

Preparation of Compound 386

[0318]

Jul. 14,2016
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-continued

Pd(PPhs)4, KoCOs
Toluene/EtOH/H,O
R S

reflux, 12 h, 66%

386

[0319] Preparation of Compound 386

[0320] A mixedsolution of Compound 37-1(10.0g,0.0208
mol), 2-(4-bromophenyl)-1, 10-phenanthroline (8.35 g,
0.0249 mol), K,CO; (8.61 g, 0.062 mol), Pd(PPh;), (1.20 g,
0.00104 mol), and toluene, ethanol, H,O (200 ml/30 m1/30
ml) was refluxed and stirred in a two neck round bottom flask
(two neck r.b.f) under nitrogen for 12 hours. A precipitated
solid was filtered with the reaction mixture cooled to room
temperature and washed with toluene and methanol. The
filtered solid was dissolved in an excessive amount of hot
toluene and allowed to pass through silica gel and then con-
centrated. The resultant reaction product as being hot was
stirred for 3 or more hours in EA and 1,2-dichloroethane and
then filtered. As a result, a white solid compound 386 (8.37 g,
66%) was obtained.

Preparation Example 18

Preparation of Compound 388

[0321]

Pd(PPh3)4, KoCO3

N
Z = Toluene/EtOH/H,0
B —Mm8M8M8M8Mm
P\ / reflux, 12 1, 66%
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=
AN
388
[0322] Preparation of Compound 388
[0323] A mixed solution of Compound 37-1(10.0 g, 0.0208

mol), 2-(4-bromophenyl)imidazo[1,2-a]pyridine (6.80 g,
0.0249 mol), K,CO; (8.61 g, 0.062 mmol), Pd(PPh,), (1.2 g,
0.00104 mol), and toluene, ethanol, H,O (200 ml/30 m1/30
ml) was refluxed and stirred in a two neck round bottom flask
(two neck r.b.f) under nitrogen for 12 hours. The reaction
mixture cooled to room temperature was extracted with MC
(methylene chloride)/H,O and dried using MgSO, and
allowed to pass through silica gel. After being concentrated,
the resultant reaction product was dissolved in a small amount
of EA, in a small amount of 1,2-dichloroethane, and in a small
amount of methanol and stirred for 3 or more hours and then
filtered. As a result, a white compound 388 (5.92 g, 66%) was
obtained.

Preparation Example 19

Preparation of Compound 396

[0324]

37-1

Pd(PPh3)4, KoCO3
Toluene/EtOH/H,0
- .

N Br o oflux, 121, 71%
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i (M
ale

Preparation of Compound 396

[0326] A mixedsolution of Compound 37-1(10.0g, 0.0208
mol),  1-(4-bromophenyl)-2-ethyl-1H-benzo[d]imidazole
(7.50 g, 0.0249 mol), K,CO; (8.61 g, 0.062 mmol),
Pd(PPhs;), (1.20 g, 0.00104 mol), and toluene, ethanol, H,O
(200 ml/30 m1/30 ml) was refluxed and stirred in a two neck
round bottom flask (two neck r.b.f) under nitrogen for 12
hours. The reaction mixture cooled to room temperature was
extracted with MC (methylene chloride)/H,O and dried using
MgSQ, and filtered. After being concentrated, the resultant
reaction product was separated by column chromatography
(510, hexane:MC=2:1). As a result, a white solid compound
396 (8.50 g, 71%) was obtained.

396

[0325]

Preparation Example 20

Preparation of Compound 421

[0327]

~

Q /N+

92-1

S
N

Pd(PPh3)4, K2C03
Toluene/EtOH/H,0O

_—
reflux, 12 h, 71%



US 2016/0204357 A1l

-continued

[0328] Preparation of Compound 421

[0329] A mixed solution of Compound 92-1(10.0 g, 0.0208
mol), 2-(4-bromophenyl)benzo[d|thiazole) (7.22 g, 0.0249
mol), K,CO, (8.61 g, 0.062 mmol), Pd(PPh,), (1.20 g,
0.00104 mol), and toluene, ethanol, H,O (200 m1/30 ml/30
ml) was refluxed and stirred in a two neck round bottom flask
(two neck r.b.f) under nitrogen for 12 hours. The reaction
mixture cooled to room temperature was extracted with MC
(methylene chloride)/H,O and dried using MgSO, and
allowed to pass through silica gel. After being concentrated,
the resultant reaction product was dissolved in a small amount
of EA, in a small amount of 1,2-dichloroethane, and in a small
amount of methanol and stirred for 3 or more hours and then
filtered. As a result, a white compound 421 (8.22 g, 70%) was
obtained.

Preparation Example 21

Preparation of Compound 422

[0330]

129
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-continued

Pd(PPh3)4, K2CO3
Toluene/EtOH/H,0

iy _—
reflux, 12 h, 82%

422

[0331] Preparation of Compound 422

[0332] A mixedsolution of Compound 92-1(10.0g,0.0208
mol), 9,9'-(5-bromo-1,3-phenylene)bis(9H-carbazole) (12.1
g, 0.0249 mol), K,CO; (8.61 g, 0.062 mol), Pd(PPh,), (1.20
£, 0.00104 mol), and toluene, ethanol, H,O (200 m1/30 m1/30
ml) was refluxed and stirred in a two neck round bottom flask
(two neck r.b.f) under nitrogen for 12 hours. A precipitated
solid was filtered with the reaction mixture cooled to room
temperature and washed with toluene and methanol. The
filtered solid was dissolved in an excessive amount of hot
toluene and allowed to pass through silica gel and then con-
centrated. The resultant reaction product was dissolved in a
small amount of EA and in a small amount of 1,2-dichloro-
ethane and then filtered. As a result, a white solid compound
422 (12.98 g, 82%) was obtained.
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Preparation Example 22

Preparation of Compound 465
[0333]

92-1

Pd(PPh3)s, K»CO3
Toluene/EtOH/H,0
_—

reflux, 12 h, 49%

465

[0334] Preparation of Compound 465

[0335] A mixed solution of Compound 92-1 (10.0 g, 0.0208
mol), 4-([1,1'-biphenyl]-4-y1)-6-bromo-2-phenylpyrimidine
(9.64 g, 0.0249 mol), K,CO, (8.61 g, 0.062 mmol),
Pd(PPh;), (1.20 g, 0.00104 mol), and toluene, ethanol, H,O
(200 ml/30 m1/30 ml) was refluxed and stirred in a two neck
round bottom flask (two neck r.b.f) under nitrogen for 12
hours. The reaction mixture cooled to room temperature was
extracted with MC (methylene chloride)/H,O and dried using
MgSQ, and then filtered. After being concentrated, the result-
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ant reaction product was separated by column chromatogra-
phy (510,, hexane:MC=2:1). As a result, a white solid com-
pound 465 (6.75 g, 49%) was obtained.

Preparation Example 23

Preparation of Compound 477
[0336]

Pd(PPh3)y,
K,CO4
Toluene/
FtOH/H,0
—_—

reflux,
12h,51%

Br

471

[0337] Preparation of Compound 477
[0338] A mixedsolution of Compound 92-1 (10.0g, 0.0208
mol),  4-([1,1'-biphenyl]-4-y1)-6-(4-bromophenyl)-2-phe-

nylpyrimidine (11.5 g, 0.0249 mol), K,CO; (8.61 g, 0.062



US 2016/0204357 A1l

mmol), Pd(PPh,), (1.20 g, 0.00104 mol), and toluene, etha-
nol, H,O (200 m1/30 m1/30 ml) was refluxed and stirred in a
two neck round bottom flask (two neck r.b.f) under nitrogen
for 12 hours. The reaction mixture cooled to room tempera-
ture was extracted with MC (methylene chloride)/H,O and
dried using MgSO, and allowed to pass through silica gel.
After being concentrated, the resultant reaction product was
dissolved in a small amount of EA, in a small amount of
1,2-dichloroethane, and in a small amount of methanol and
stirred for 3 or more hours and then filtered. As a result, a
white compound 477 (7.83 g, 51%) was obtained.

Preparation Example 24

Preparation of Compound 518

[0339]
(0]
/
O0—B
92-1
N Pd(PPhs)s, K>CO5
/ \ Toluene/BEtOH/H,0
N _—
reflux, 12 h, 63%
518
[0340] Preparation of Compound 518
[0341] A mixed solution of Compound 92-1(10.0 g, 0.0208

mol), 4-chloro-2-phenylquinazoline (5.99 g, 0.0249 mol),
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K,CO; (8.61 g,0.062 mol), Pd(PPh,), (1.20 g, 0.00104 mol),
and toluene, ethanol, H,0O (200 m1/30 m1/30 ml) was refluxed
and stirred in a two neck round bottom flask (two neck r.b.f)
under nitrogen for 12 hours. The reaction mixture cooled to
room temperature was extracted with MC (methylene chlo-
ride)/H,0 and dried using MgSO, and then filtered. After
being concentrated, the resultant reaction product was sepa-
rated by column chromatography (Si0O,, hexane:MC=2:1).
As a result, a white solid compound 518 (7.33 g, 63%) was
obtained.

Preparation Example 25

Preparation of Compound 528

[0342]

Pd(PPh3)y, K»CO3
Toluene/EtOH/H,O

_—
reflux, 12 h, 45%

528
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[0343] Preparation of Compound 528

[0344] A mixed solution of Compound 92-1(10.0 g, 0.0208
mol), 2-(4-bromophenyl)-1, 10-phenanthroline (6.94 g,
0.0249 mol), K,CO, (8.61 g, 0.062 mol), Pd(PPh,), (1.20 g,
0.00104 mol), and toluene, ethanol, H,O (200 m1/30 m1/30
ml) was refluxed and stirred in a two neck round bottom flask
(two neck r.b.f) under nitrogen for 12 hours. A precipitated
solid was filtered with the reaction mixture cooled to room
temperature and washed with toluene and methanol. The
filtered solid was dissolved in an excessive amount of hot
toluene and allowed to pass through silica gel and then con-
centrated. The resultant reaction product was dissolved in a
small amount of EA and in a small amount of 1,2-dichloro-
ethane and then filtered. As a result, a white solid compound
528 (5.70 g, 45%) was obtained.

Preparation Example 26

Preparation of Compound 530

[0345]
(0]
/
0—3B
N +
N
92-1
N Pd(PPhs)y, K,CO;
7z = Toluene?EiOI—f/HZO
B ——
SN / " T hetlux, 12 b, 65%
$
530
[0346] Preparation of Compound 530
[0347] A mixed solution of Compound 92-1 (10.0 g, 0.0208

mol), 2-(4-bromophenyl)imidazo[1,2-a]pyridine (6.80 g,
0.0249 mol), K,CO, (8.61 g, 0.062 mol), Pd(PPh,), (1.20 g,
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0.0104 mol), and toluene, ethanol, H,O (200 m1/30 m1/30 ml)
was refluxed and stirred in a two neck round bottom flask (two
neck r.b.f) under nitrogen for 12 hours. The reaction mixture
cooled to room temperature was extracted with MC (methyl-
ene chloride)/H,O and dried using MgSO, and then filtered.
After being concentrated, the resultant reaction product was
separated by column chromatography (SiO,, hexane: MC=2:
1). As aresult, a white solid compound 530 (7.40 g, 65%) was
obtained.

Preparation Example 27

Preparation of Compound 538
[0348]

Pd(PPh3)4, KoCO3
Toluene/EtOH/H,O
—_—

reflux, 12 h, 89%

[0349] Preparation of Compound 538

[0350] A mixedsolution of Compound 92-1(10.0g,0.0208
mol),  1-(4-bromophenyl)-2-ethyl-1H-benzo[d]imidazole
(7.50 g, 0.0249 mol), K,CO; (8.61 g, 0.062 mol), Pd(PPh;),
(1.20 g, 0.00104 mol), and toluene, ethanol, H,O (200 m1/30
ml/30ml) was refluxed and stirred in atwo neck round bottom

flask (two neck r.b.f) under nitrogen for 12 hours. The reac-
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tion mixture cooled to room temperature was extracted with
MC (methylene chloride)/H,O and dried using MgSO, and
then filtered. After being concentrated, the resultant reaction
product was separated by column chromatography (SiO,,
hexane:MC=2:1). As a result, a white solid compound 538
(10.66 g, 89%) was obtained.

Preparation Example 28

Preparation of Compound 558

[0351]
Pd(PPhs)y,
05N Br Kiﬁ?

B(OH), Dioxane/

H0
+ E—
reflux,
3h,42%

0,N Q
Fe, EtOI/AcOH
—_—
reflux, 12 h,
50%

558-1

LN Q

4-bromobenzoyl chloride
TEA, THF

QOQ 0°C.—>1t, 2 h, 92%

558-2

Br

POCI;,
Nitrobenzene

_—
120°C.,3 h, 76%
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-continued

(.
9@
(J U

+

558-4

0 PdCly(dppf), KOAc
1,4,-Dioxane

reflux, 3 h, 85%

B—B

\/o

fve}
~

2y,

558-5

Pd(PPh;)4, K,CO5
Toluene/EtOH/H,0O

—_—
reflux, 12 h, 49%
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-continued

}
ale

558

[0352] Preparation of Compound 558-1

[0353] A mixed solution of 9-bromo-10-nitrophenanthrene
(100 g, 0.33 mol), phenyl boronic acid (60.3 g, 0.495 mol),
K,PO, (251.4 g,0.99 mmol), Pd(PPh,), (19.0 g,0.0165 mol),
and 1,4-dioxane)/H,O (2000 m1/400 ml) was refluxed and
stirred in a two neck round bottom flask (two neck r.b.f) under
nitrogen for 3 hours. The reaction mixture cooled to room
temperature was extracted with MC (methylene chloride)/
H,O and dried using MgSO, and then filtered. After being
concentrated, the resultant reaction product was separated by
column chromatography (SiO,, hexane:MC=2:1). As a
result, a solid compound 558-1 (41.5 g, 42%) was obtained.
[0354] Preparation of Compound 558-2

[0355] Compound 558-1 (40 g, 0.133 mol), iron (Fe) (8.17
g, 0.146 mol), 150 ml of acetic acid, and 800 ml of ethanol
were mixed and then refluxed and stirred in a two neck round
bottom flask (two neck r.b.f) for 12 hours. The reaction mix-
ture cooled to room temperature was extracted with MC
(methylene chloride)/H,O and dried using MgSO, and then
filtered. After being concentrated, the resultant reaction prod-
uct was separated by column chromatography (Si0,, hexane:
MC=2:1). As a result, a solid compound 558-2 (18 g, 50%)
was obtained.

[0356] Preparation of Compound 558-3

[0357] Compound 558-2 (18 g, 0.0668 mol) was dissolved
in THF (100 ml) within a one neck round bottom flask (one
neck r.b.f), and triethylamine (27.9 ml, 0.20 mol) was added
dropwise thereto at room temperature. After the reaction mix-
ture was cooled to 0° C., 4-bromobenzoy! chloride (16.1 g,
0.0735 mol) was dissolved in 25 ml of THF and slowly added
dropwise thereto at a low temperature. Then, the resultant
reaction product was stirred at room temperature for 2 hours
and added with H,O to terminate the reaction. The solvent
was distilled under reduced pressure, and then MC (methyl-
ene chloride)/H,O was extracted. The resultant reaction prod-
uct was dried using MgSO, and then filtered and concen-
trated. After the resultant reaction product was dissolved in a
small amount of MC (methylene chloride), methanol was
added to precipitate a solid. As a result, an ivory solid com-
pound 558-3 (27.8 g, 92%) was obtained.
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[0358] Preparation of Compound 558-4

[0359] Compound 558-3 (27 g, 0.0597 mol) was dissolved
in nitrobenzene (150 ml) within a one neck round bottom
flask (one neck r.b.f), and POCI; (phosphorous oxychloride)
(3.33 ml, 0.0358 mmol) was added dropwise thereto at room
temperature and then refluxed and stirred for 12 hours. After
the reaction was terminated, the mixed solution was cooled to
room temperature and neutralized with NaHCQ; aqueous
solution. Then, MC (methylene chloride)/H,O was extracted.
The resultant reaction product was dried using MgSO,, and
then filtered. After the solvent was distilled under reduced
pressure and concentrated, a small amount of MC (methylene
chloride) and an excessive amount of hexane were added to
precipitate a solid. As a result, a pale yellow solid compound
558-4 (19.7 g, 76%) was obtained.

[0360] Preparation of Compound 558-5

[0361] A mixed solution of Compound 558-4 (15 g, 0.0345
mol), bis(pinacolato) diboron (13.1 g, 0.0518 mol), KOAc
(potassium acetate) (10.2 g, 0.104 mol), PACL,(dppf) (1.58 g,
0.00173 mol), and 250 ml of 1,4-dioxane was put into a two
neck round bottom flask (two neck r.b.f) and refluxed and
stirred therein under nitrogen for 3 hours. A reaction mixture
cooled to room temperature was extracted with MC (methyl-
ene chloride)/H,O and dried using MgSO, and then filtered.
After being concentrated, a solid is produced with hexane and
filtered. As a result, a solid compound 558-5 (14.1 g, 85%)
was obtained.

[0362] Preparation of Compound 558

[0363] A mixed solution of Compound 558-5 (10.0 g,
0.0208 mol), 4-bromo-2,6-diphenylpyrimidine (7.75 g,
0.0249 mol), K,CO, (8.61 g, 0.062 mol), Pd(PPh;), (1.20 g,
0.00104 mol), and toluene, ethanol, H,O (200 m1/30 m1/30
ml) was refluxed and stirred in a two neck round bottom flask
(two neck r.b.f) under nitrogen for 12 hours. The reaction
mixture cooled to room temperature was extracted with MC
(methylene chloride)/H,O and dried using MgSO, and then
allowed to pass through silica gel. After being concentrated,
the resultant reaction product was dissolved in a small amount
of EA, in a small amount of 1, 2-dichloroethane, and in a
small amount of methanol and stirred for 3 or more hours and
then filtered. As a result, a white compound 558 (9.99 g, 82%)
was obtained.

Preparation Example 29

Preparation of Compound 559
[0364]

w
~

O_

558-5
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-continued

Pd(PPh3)4, KoCO3
Toluene/EtOH/H,0
_—

reflux, 12 h, 79%

559

[0365] Preparation of Compound 559

[0366] A mixed solution of Compound 558-5 (10.0 g,
0.0208 mol), 4-(4-bromophenyl)-2, 6-diphenylpyrimidine
(9.64 g, 0.0249 mol), K,CO, (8.61 g, 0.062 mol), Pd(PPh;),
(1.20 g, 0.00104 mol), and toluene, ethanol, H,O (200 m1/30
ml/30ml) was refluxed and stirred in atwo neck round bottom
flask (two neck r.b.f) under nitrogen for 12 hours. A precipi-
tated solid was filtered with the reaction mixture cooled to
room temperature and washed with toluene and methanol.
The filtered solid was dissolved in an excessive amount of hot
toluene and allowed to pass through silica gel and then con-
centrated. The resultant reaction product was dissolved in a
small amount of EA and in a small amount of 1,2-dichloro-
ethane and then filtered. As a result, a white solid compound
559 (10.87 g, 79%) was obtained.
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Preparation Example 30

Preparation of Compound 560

558-5

Pd(PPhy),,

K,CO3;
Toluene/

EtOH/H,O

_—

reflux,
12 h,81%
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[0368] Preparation of Compound 560

[0369] A mixed solution of Compound 558-5 (10.0 g,
0.0208 mol), 4-(J1,1'-biphenyl]-4-yl)-6-bromo-2-phenylpy-
rimidine (9.64 g, 0.0249 mol), K,CO; (8.61 g, 0.062 mol),
Pd(PPh,), (1.20 g, 0.00104 mol), and teluene, ethanol, H,O
(200 ml/30 m1/30 ml) was refluxed and stirred in a two neck
round bottom flask (two neck r.b.f) under nitrogen for 12
hours. A precipitated solid was filtered with the reaction mix-
ture cooled to room temperature and washed with toluene and
methanol. The filtered solid was dissolved in an excessive
amount of hot toluene and allowed to pass through silica gel
and then concentrated. The resultant reaction product was
dissolved in a small amount of EA and in a small amount of
1,2-dichloroethane and then filtered. As a result, a white solid
compound 560 (11.15 g, 81%) was obtained.

Preparation Example 31

Preparation of Compound 561

[0370]

~

558-5

Pd(PPhs)s,
K,CO4
Toluene/

EtOH/H,O
Br —
reflux,

12h,45%
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-continued

561
[0371] Preparation of Compound 561
[0372] A mixed solution of Compound 558-5 (10.0 g,

0.0208 mol), 4-(]1,1'-biphenyl]-4-y1)-6-(4-bromopheny1)-2-
phenylpyrimidine (11.54 g, 0.0249 mol), K,CO; (8.61 g,
0.062 mol), Pd(PPh,), (1.20 g, 0.00104 mol), and toluene,
ethanol, H,O (200 m1/30 m1/30 m1) was refluxed and stirred in
a two neck round bottom flask (two neck r.b.f) under nitrogen
for 12 hours. A precipitated solid was filtered with the reac-
tion mixture cooled to room temperature and washed with
toluene and methanol. The filtered solid was dissolved in an
excessive amount of hot toluene and allowed to pass through
silica gel and then concentrated. The resultant reaction prod-
uct was dissolved in a small amount of EA and in a small
amount of 1,2-dichloroethane and then filtered. As a result, a
white solid compound 561 (6.90 g, 45%) was obtained.

Preparation Example 32

Preparation of Compound 562
[0373]

558-5
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-continued

Pd(PPh3)y, K,CO5
Toluene/EtOH/H,0
_

reflux, 12 h, 55%

[0374]

Preparation of Compound 562

[0375] A mixed solution of Compound 558-5 (10.0 g,
0.0208 mol), 4-bromo-2-phenyl-6-(pyridin-2-yl)pyrimidine
(7.77 g, 0.0249 mol), K,CO, (8.62 g, 0.062 mol), Pd(PPhy,),
(1.20 g, 0.0104 mol), and toluene, ethanol, H,O (200 m1/30
ml/30ml) was refluxed and stirred in atwo neck round bottom
flask (two neck r.b.f) under nitrogen for 12 hours. The reac-
tion mixture cooled to room temperature was extracted with
MC (methylene chloride)/H,O and dried using MgSO, and
then filtered. After being concentrated, the resultant reaction
product was separated by column chromatography (SiO,,
hexane:MC=2:1). As a result, a white solid compound 562
(6.71 g, 55%) was obtained.

Jul. 14,2016

Preparation Example 33

Preparation of Compound 563

[0376]

Pd(PPhs)s, K>CO3
Toluene/EXOH/H,0O
_—

reflux, 12 h, 55%

563
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[0377] Preparation of Compound 563 -continued

[0378] A mixed solution of Compound 558-5 (10.0 g,
0.0208 mol), 2-chloro-4,6-diphenyl-1,3,5-triazine (6.66 g,
0.0249 mol), K,CO; (8.61 g, 0.062 mol), Pd(PPh,), (1.20 g,
0.00104 mol), and toluene, ethanol, H,O (200 ml/30 ml/30
ml) was refluxed and stirred in a two neck round bottom flask
(two neck r.b.f) under nitrogen for 12 hours. A precipitated
solid was filtered with the reaction mixture cooled to room
temperature and washed with toluene and methanol. The
filtered solid was dissolved in an excessive amount of hot
toluene and allowed to pass through silica gel and then con-
centrated. The resultant reaction product was dissolved in a
small amount of EA and in a small amount of 1,2-dichloro-
ethane and then filtered. As a result, a white solid compound
563 (6.95 g, 57%) was obtained.

Preparation Example 34

Preparation of Compound 564

[0379]

564

[0380] Preparation of Compound 564
[0381] A mixed solution of Compound 558-5 (10.0 g,
0.0208 mol), 4-([1,1'-biphenyl]-4-yl)-2-bromoquinazoline
(8.99 g, 0.0249 mol), K,CO; (8.61 g, 0.062 mol), Pd(PPh;),
0 (1.20 g, 0.00104 mol), and toluene, ethanol, H,O (200 ml/30
B/ ml/30ml) was refluxed and stirred in atwo neck round bottom
flask (two neck r.b.f) under nitrogen for 12 hours. The reac-
tion mixture cooled to room temperature was extracted with
MC (methylene chloride)/H,O and dried using MgSO, and
then allowed to pass through silica gel. After being concen-
trated, the resultant reaction product was dissolved in a small
n amount of EA, in a small amount of 1,2-dichloroethane, and
4 \ in a small amount of methanol and stirred for 3 or more hours
N

and then filtered. As a result, a white compound 564 (8.33 g,
63%) was obtained.

Preparation Example 35

QOQ Preparation of Compound 565
[0382]

Pd(PPh3)y, K,CO3

Toluene/EtOH/H,0 +
_

reflux, 12 h, 63% N/ \

558-5
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-continued

N Pd(PPhs)y, K,CO3
Toluene/EtOH/H,O

-_—
reflux, 12 h, 78%

[0383] Preparation of Compound 565

[0384] A mixed solution of Compound 558-5 (10.0 g,
0.0208 mol), 4-chloro-2-phenylquinazoline (5.99 g, 0.0249
mol), K,CO; (8.61 g, 0.062 mol), Pd(PPh,), (1.20g,0.00104
mol), and toluene, ethanol, H,O (200 m1/30 ml/30 ml) was
refluxed and stirred in a two neck round bottom flask (two
neck r.b.f) under nitrogen for 12 hours. The reaction mixture
cooled to room temperature was extracted with MC (methyl-
ene chloride)/H,O and dried using MgSO, and then allowed
to pass through silica gel. After being concentrated, the result-
ant reaction product was dissolved in a small amount of EA,
in a small amount of 1, 2-dichloroethane, and in a small
amount of methanol and stirred for 3 or more hours and then,
filtered. As a result, a white compound 565 (9.08 g, 78%) was
obtained.

Jul. 14,2016

Preparation Example 36

Preparation of Compound 566

[0385]

0
/
B

2,

O—

Pd(PPh3)4, KoCO3
Toluene/EtOH/H,0

_—
reflux, 12 h, 85%

[0386] Preparation of Compound 566

[0387] A mixed solution of Compound 558-5 (10.0 g,
0.0208 mol), 6-bromo-2, 2'-bipyridine (5.85 g, 0.0249 mol),
K,CO; (8.61 g,0.062 mol), Pd(PPh,), (1.20 g, 0.00104 mol),
and toluene, ethanol, H,O (200 m1/30 m1/30 ml) was refluxed
and stirred in a two neck round bottom flask (two neck r.b.f)
under nitrogen for 12 hours. The reaction mixture cooled to
room temperature was extracted with MC (methylene chlo-
ride)/H,0 and dried using MgSO, and then filtered. After
being concentrated, the resultant reaction product was sepa-
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rated by column chromatography (Si0O,, hexane:MC=2:1). [0389] Preparation of Compound 567
As a result, a white solid compound 566 (9.0 g, 85%) was [0390] A mixed solution of Compound 558-5 (10.0 g,
obtained. 0.0208 mol), 2-(4-bromophenyl)-1, 10-phenanthroline (8.35
g, 0.0249 mol), K,CO; (8.61 g, 0.062 mol), Pd(PPh,),, (1.20
2, 0.00104 mol), and toluene, ethanol, H,O (200 m1/30 m1/30
ml) was refluxed and stirred in a two neck round bottom flask
(two neck r.b.f) under nitrogen for 12 hours. A precipitated
Preparation of Compound 567 solid was filtered with the reaction mixture cooled to room
temperature and washed with toluene and methanol. The
[0388] filtered solid was dissolved in an excessive amount of hot
toluene and allowed to pass through silica gel and then con-
centrated. The resultant reaction product was dissolved in a
small amount of EA and in a small amount of 1,2-dichloro-
ethane and then filtered. As a result, a white solid compound
567 (8.75 g, 69%) was obtained.

(]
/ Preparation Example 38

Preparation Example 37

Preparation of Compound 568
[0391]

Br

Pd(PPhy)4, K,CO3 5584
Toluene/EtOH/H,0

B ——_—
reflux, 12 h, 69%

Pd(PPhs)4, KoCO3
Toluene/EtOH/H,0
—_—

reflux, 12 h, 74%
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[0392] Preparation of Compound 568

[0393] A mixed solution of Compound 558-4 (10.0g,0.023
mol), 1-phenyl-2-(4-(4,4,5,5-tetramethyl-1,3,2-dioxaboro-
lan-2-yl)phenyl)-1H-benzo[d]imidazole (10.95 g, 0.0276
mol), K,CO; (9.52 g, 0.069 mmol), Pd(PPh;), (133 g,
0.00115 mol), and toluene, ethanol, H,O (200 ml/30 m1/30
ml) was refluxed and stirred in a two neck round bottom flask
(two neck r.b.f) under nitrogen for 12 hours. The reaction
mixture cooled to room temperature was extracted with MC
(methylene chloride)/H,O and dried using MgSO, and then
allowed to pass through silica gel. After being concentrated,
the resultant reaction product was dissolved ina small amount
of EA, in a small amount of 1,2-dichloroethane, and in a small
amount of methanol and stirred for 3 or more hours and then
filtered. As a result, a white compound 568 (9.60 g, 74%) was
obtained.

Preparation Example 39

Preparation of Compound 569

[0394]
/o
0—B
N/
558-5
AN N Pd(PPhy)s, K,C0;
/ By Toluene/EtOH/H,O
N reflux, 12 b, 70%
B
N

569
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[0395] Preparation of Compound 569

[0396] A mixed solution of Compound 558-5 (10.0 g,
0.0208 mol), 2-(4-bromophenyl)imidazo[1,2-a]pyridine
(6.80 g, 0.0249 mol), K,CO;4 (8.61 g, 0.062 mol), Pd(PPhs),
(1.20 g, 0.00104 mol), and toluene, ethanol, H,0 (200 m1/30
ml/30ml) was refluxed and stirred in atwo neck round bottom
flask (two neck r.b.f) under nitrogen for 12 hours. The reac-
tion mixture cooled to room temperature was extracted with
MC (methylene chloride)/H,O and dried using MgSO, and
then allowed to pass through silica gel. After being concen-
trated, the resultant reaction product was dissolved in a small
amount of EA, in a small amount of 1,2-dichloroethane, and
in a small amount of methanol and stirred for 3 or more hours
and then filtered. As a result, a white compound 569 (7.97 g,
70%) was obtained.

Preparation Example 40

Preparation of Compound 570

[0397]

0
/
B

2 g,

558-3

O—

Pd(PPhs)4, K>CO3
Toluene/EtOH/H,0

B ————
reflux, 12 h, 55%
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-continued

)
ale

570

[0398] Preparation of Compound 570

[0399] A mixed solution of Compound 558-5 (10.0 g,
0.0208 mol), 1-(4-bromophenyl)-2-ethyl-1H-benzo[d]imi-
dazole (7.50 g, 0.0249 mol), K,CO; (8.61 g, 0.062 mol),
Pd(PPh;), (1.20 g, 0.00104 mol), and toluene, ethanol, H,O
(200 ml/30 m1/30 ml) was refluxed and stirred in a two neck
round bottom flask (two neck r.b.f) under nitrogen for 12
hours. The reaction mixture cooled to room temperature was
extracted with MC (methylene chloride)/H,O and dried using
MgSQ, and then filtered. After being concentrated, the result-
ant reaction product was separated by column chromatogra-
phy (8i0,, hexane:MC=2:1). As a result, a white solid com-
pound 570 (6.59 g, 55%) was obtained.

Preparation Example 41

Preparation of Compound 571

[0400]

Br,

Q PhyPOEt, NiCl,
Benzonitrile
TN e

180°C., 2 h, 67%

558-4
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0
N\
P

a®,

571

[0401] Preparation of Compound 571

[0402] A mixedsolution of Compound 558-4 (10.0g,0.023
mol), nickel(II) chloride (1.79 g, 0.0138 mol), and benzoni-
trile was heated to 180° C. and stirred for 1 hour in a two neck
round bottom flask (two neck r.b.f) under nitrogen. Ph,POEt
(ethyl diphenylphosphinite) (8.48 g, 0.0368 mol) was slowly
added dropwise to the above mixture and then stirred for 2
hours. The reaction mixture cooled to room temperature was
extracted with MC (methylene chloride)/H,O and dried using
MgSO, and then filtered. After being concentrated, the result-
ant reaction product was separated by column chromatogra-
phy (S10,, hexane:MC=2:1). As a result, a white solid com-
pound 571 (6.4 g, 58%) was obtained.

Preparation Example 42

Preparation of Compound 572

[0403]

558-3
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Pd(PPhy)., K2CO;
Toluene/EtOH/H,O
R
N?Z |N reflux, 12 1, 45%
™
N Cl
N—

572

[0404]

[0405] A mixed solution of Compound 558-5 (10.0 g,
0.0208 mol), 2-chloro-4,6-di(naphthalen-2-yl)-1,3,5-triazine
(9.16 g, 0.0249 mol), K,CO, (8.61 g, 0.062 mol), Pd(PPh,),
(1.20 g, 0.00104 mol), and toluene, ethanol, H,0O (200 m1/30
ml/30ml) was refluxed and stirred in atwo neck round bottom
flask (two neck r.b.f) under nitrogen for 12 hours. A precipi-
tated solid was filtered with the reaction mixture cooled to
room temperature and washed with toluene and methanol.
The filtered solid was dissolved in an excessive amount of hot
toluene and allowed to pass through silica gel and then con-
centrated. The resultant reaction product was dissolved in a
small amount of EA and in a small amount of 1,2-dichloro-
ethane and then filtered. As a result, a white solid compound
572 (6.43 g, 45%) was obtained.

Preparation of Compound 572

143
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Preparation Example 43

Preparation of Compound 577
[0406]

Pd(PPh3)y, KoCO3
B
1,4-Dioxane/H,O

Br

1-(4-bromophenyl)-2-phenyl-1H-
benzo[d]imidazole

N
X

N

J
Y,

[0407] Preparation of Compound 577
[0408] The title compound was prepared in the same man-
ner as in the preparation method of Compound 558, except
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that  1-(4-bromophenyl)-2-phenyl-1H-benzo[d]imidazole
was used instead of 4-bromo-2,6-diphenylpyrimidine (10.2 g,
79%).

Preparation Example 44

Preparation of Compound 590

[0409]
(0]
0—B
N}zz
558-5

Pd(PPh3 )4, K2CO3
1 4-Dioxane/H,0

=

2-(4-bromophenyl)benzo[d]thiazole

[0410]

[0411] The title compound was prepared in the same man-
ner as in the preparation method of Compound 558, except
that 2-(4-bromophenyl)benzo[d]thiazole was used instead of
4-bromo-2,6-diphenylpyrimidine (6.1 g, 52%).

Preparation of Compound 590

Jul. 14,2016
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Preparation Example 45

Preparation of Compound 597

[0412]
O
/
0—B
/ Q *
7\
538-5
Pd(PPhs)s, K2CO;
NC B Dioxane/l,0
4-bromobenzonitrile
NC
J
597
[0413] Preparation of Compound 597
[0414] The title compound was prepared in the same man-

ner as in the preparation method of Compound 558, except
that 4-bromobenzonitrile was used instead of 4-bromo-2,6-
diphenylpyrimidine (6.26 g, 66%).



145

US 2016/0204357 A1l
Preparation Example 46
Preparation of Compound 598
[0415]
O
/
0—2B
/ Q *
N\
558-5
Br
Pd(PPhy),, K,CO;
S
1,4-Dioxane/H,O
NC
6-bromo-2-naphthonitrile
NC
J
598
[0416] Preparation of Compound 598
[0417] The title compound was prepared in the same man-

ner as in the preparation method of Compound 558, except
that 4-bromobenzonitrile was used instead of 4-bromo-2,6-

diphenylpyrimidine (5.68 g, 54%).
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Preparation Example 47

Preparation of Compound 599

[0418]

O N
\B/
/

[0}

37-1

4-bromobenzonitrile

599
Preparation of Compound 599

Pd(PPh3)4, K,CO;3
—_—
1,4-Dioxane/H,0

[0419]

[0420] The title compound was prepared in the same man-
ner as in the preparation method of Compound 37, except that
4-bromobenzonitrile was used instead of 2-bromo-4,6-diphe-
nylpyrimidine (6.26 g, 66%).

Preparation Example 48

Preparation of Compound 600

[0421]

Pd(PPhs),, K,CO4
P —— e

1,4-Dioxane/H,O
NC

6-bromo-2-naphthonitrile
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-continued -continued

Br,
Q /N 0

C—NH

Br
600 Q

601-1

NC
POCI;, Nitrobenzene

_ =
160°C., 12 h, 75%

[0422] The title compound was prepared in the same man-

ner as in the preparation method of Compound 37, except that

6-bromo-2-naphthonitrile was used instead of 2-bromo-4,6- Br
diphenylpyrimidine (5.68 g, 54%).

Br
Preparation Example 49 O

B(pin),, PdCL(d
Preparation of Compound 600 (pin)z, PACla(dpp)

KOAc, Dioxane

—_—
[0423] reflux, 1 h, 79%

ON Br
601-2

Pd(PPhs)s, K>CO3 o)
B(CH):  Toluene/EtOH/H,0 \
—_—_—nmm

reflux, 3 h, 42%

O J N\

Fe

—_—
reflux,
12 h, 50%

558-1 601-3

Pd(PPhs)y, K,CO3

HN Toluene/BtOR/H,0

1,3-dibromebenzoyl chloride Bf ———
TEA, THF reflux, 12 h, 80%

0°C. —1t,2 b, 70%

558-2



US 2016/0204357 A1l

147
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O~
e Y,

601

[0424] Preparation of Compound 601-1

[0425] Compound 558-2 (60g,0.223 mol) was dissolved in
THF (1,000 ml) in a one neck round bottom flask, and then
trimethylamine (92.6 ml, 0.668 mol) was added dropwise
thereto at room temperature. The reaction mixture was cooled
to 0° C.,and then 1,3-dibromobenzoyl chloride (73.1 g,0.245
mol) was dissolved in 80 ml of THF, and the resulting solution
was slowly added dropwise to the mixture at low temperature.
The resulting mixture was then stirred at room temperature
for 2 hours, and then H,O was added thereto to terminate the
reaction. The solvent was distilled under reduced pressure,
and then the resulting product was extracted with methylene
chloride (MC)/H,0 and dried over MgSO,, and then result-
ing product was filtered and concentrated. The product was
dissolved in a small amount of methylene chloride (MC), and
then methanol was added to the solution to precipitate a solid,
thereby obtaining an ivory solid Compound 601-1 (82.8 g,
70%).

[0426] Preparation of Compound 601-2

[0427] Compound 601-1 (82 g,0.154 mol) was dissolved in
nitrobenzene (1,600 ml) in a one neck round bottom flask, and
then phosphorous oxychloride (POCI;, 8.6 ml, 0.0924 mol)
was added dropwise thereto at room temperature, and the
resulting mixture was stirred under reflux for 12 hours. The
mixed solution, in which the reaction had been terminated,
was cooled to room temperature, was neutralized with a
NaHCO, aqueous solution, and then the resulting product
was extracted with methylene chloride (MC)/H,0, dried over
MgSO,, and then filtered. The solvent was distilled under
reduced pressure and concentrated, and then, a small amount
of methylene chloride (MC) and an excessive amount of
methanol were added to the solution to precipitate a solid;
thereby obtaining a pale yellow solid Compound 601-2 (59.4
g, 75%).

[0428] Preparation of Compound 601-3

[0429] A 300 ml-mixed 1,4-dioxane solution of Compound
601-2 (15 g, 0.0292 mol), bis(pinacolato) diboron (22.2 g,
0.0876 mol), potassium acetate (KOAc, 14.3 g, 0.146 mol),
and PdCL,(dppf) (2.1 g,0.00292 mol) was stirred under reflux
under nitrogen for 3 hours in a two neck round bottom flask.
The reaction mixture cooled to room temperature was
extracted with methylene chloride (MC)/H,O, dried over
MgSQ,, and then filtered. After concentration, a small
amount of EA slurry was post-filtered to obtain solid Com-
pound 601-3 (14.1 g, 79%).
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[0430] Preparation of Compound 601

[0431] A toluene/ethanol/H,O (250 ml/150 ml/50 ml)
mixed solution of Compound 601-3 (14.0 g, 0.023 mol),
bromobenzene (10.8 g, 0.069 mol), K,CO, (15.87 g, 0.115
mol), and Pd(PPh,), (2.6 g, 0.0023 mol) was stirred under
reflux under nitrogen for 12 hours in a two neck round bottom
flask. The reaction mixture cooled to room temperature was
extracted with methylene chloride (MC)/H,0, dried over
MgSO,, and then allowed to pass through silica gel. After
concentration, a small amount of the resulting product was
dissolved in EA, tetrahydrofuran (THF), and methanol,
respectively, and then the resulting mixture was stirred for 3
hours or more and filtered to obtain white Compound 601
(9.36 g, 80%).

Preparation Example 50

Preparation of Compound 602

[0432] A toluene/ethanol/H,O (250 ml/150 ml/50 ml)
mixed solution of Compound 601-3 (14.0 g, 0.023 mol),
1-bromonaphthalene (14.2 g, 0.069 mol), K,CO, (15.87 g,
0.115 mol), and Pd(PPh,), (2.6 g, 0.0023 mol) was stirred
under reflux under nitrogen for 12 hours in a two neck round
bottom flask. The reaction mixture cooled to room tempera-
ture was extracted with methylene chloride (MC)/H,O, dried
over MgSQ,, and then allowed to pass through silica gel.
After concentration, a small amount of the resulting product
was dissolved in EA, tetrahydrofuran (THF), and methanol,
respectively, and then the resulting mixture was stirred for 3
hours or more and filtered to obtain white Compound 602
(9.09 g, 65%).

Preparation Example 51

Preparation of Compound 603

[0433] A toluene/ethanol/H,O (250 ml/150 ml/50 ml)
mixed solution of Compound 601-2 (11.8 g, 0.023 mol),
dibenzo[b,d]furan-4-ylboronic acid (14.6 g, 0.069 mol),
K,CO, (15.87 g, 0.115 mol), and Pd(PPh;), (2.6 g, 0.0023
mol) was stirred under reflux under nitrogen for 12 hours in a
two neck round bottom flask. The reaction mixture cooled to
room temperature was extracted with methylene chloride
(MC)YH,0, dried over MgSO,, and then allowed to pass
through silica gel. After concentration, a small amount of the
resulting product was dissolved in EA, tetrahydrofuran
(THF), and methanol, respectively, and then the resulting
mixture was stirred for 3 hours or more and filtered to obtain
white Compound 603 (12.9 g, 82%).

Preparation Example 52

Preparation of Compound 604

[0434] A 250-ml toluene mixed solution of Compound
601-2 (11.8 g, 0.023 mol), 9H-carbazole (11.5 g, 0.069 mol),
sodium tert-butoxide (11.1 g, 0.115 mol), Pd,(dba); (2.1 g,
0.0023 mol), and tri-tert-butyl phosphine (1.1 ml, 0.0046
mol) was stirred under reflux under nitrogen for 12 hours in a
two neck round bottom flask. The reaction mixture cooled to
room temperature was extracted with methylene chloride
(MC)H,0, dried over MgSO,, and then allowed to pass
through silica gel. After concentration, a small amount of the
resulting product was dissolved in EA, tetrahydrofuran
(THF), and methanol, respectively, and then the resulting
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mixture was stirred for 3 hours or more and filtered to obtain
white Compound 604 (12.9 g, 82%).

Preparation Example 53

Preparation of Compound 605

[0435] A toluene/ethanol/H,O (250 ml/150 ml/50 ml)
mixed solution of Compound 601-3 (14.0 g, 0.023 mol),
2-bromodibenzo[b,d]thiophene (18.2 g, 0.069 mol), K,CO,
(15.87 g,0.115 mol), and Pd(PPh,), (2.6 g, 0.0023 mol) was
stirred under reflux under nitrogen for 12 hours in a two neck
round bottom flask. The reaction mixture cooled to room
temperature was extracted with methylene chloride (MC)/
H,0, dried over MgSO,, and then allowed to pass through
silica gel. After concentration, a small amount of the resulting
product was dissolved in EA, tetrahydrofuran (THF), and
methanol, respectively, and then the resulting mixture was
stirred for 3 hours or more and filtered to obtain white Com-
pound 605 (11.6 g, 70%).

Preparation Example 54

Preparation of Compound 606

[0436] A toluene/ethanol/H,O (250 ml/150 ml/50 ml)
mixed solution of Compound 601-3 (14.0 g, 0.023 mol),
2-bromo-9,10-phenanthroline (17.9 g, 0.069 mol), K,CO,
(15.87 g,0.115 mol), and Pd(PPh,), (2.6 g, 0.0023 mol) was
stirred under reflux under nitrogen for 12 hours in a two neck
round bottom flask. The reaction mixture cooled to room
temperature was extracted with methylene chloride (MC)/
H,0, dried over MgSQ,, and then allowed to pass through
silica gel. After concentration, a small amount of the resulting
product was dissolved in EA, tetrahydrofuran (THF), and
methanol, respectively, and then the resulting mixture was
stirred for 3 hours or more and filtered to obtain white Com-
pound 606 (7.7 g, 47%).

Preparation Example 55

Preparation of Compound 607

[0437] A toluene/ethanolV/H,O (250 ml/150 ml/50 ml)
mixed solution of Compound 601-3 (14.0 g, 0.023 mol),
1-(4-bromophenyl)-2-phenyl-1H-benzo[d]imidazole (24.1
g, 0.069 mol), K,CO; (15.87 g, 0.115 mol), and Pd(PPh,),
(2.6 2,0.0023 mol) was stirred under reflux under nitrogen for
12 hours in a two neck round bottom flask. The reaction
mixture cooled to room temperature was extracted with meth-
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ylene chloride (MC)YH,0, dried over MgSO,, and then
allowed to pass through silica gel. After concentration, a
small amount of the resulting product was dissolved in EA,
tetrahydrofuran (THF), and methanol, respectively, and then
the resulting mixture was stirred for 3 hours or more and
filtered to obtain white Compound 607 (20.5 g, 66%).

Preparation Example 56

Preparation of Compound 608

[0438] A toluene/ethanol/H,O (250 ml/150 ml/S0 ml)
mixed solution of Compound 601-2 (11.8 g, 0.023 mol),
phenanthren-9-yl boronic acid (15.3 g, 0.069 mol), K,CO;
(15.87 g, 0.115 mol), and Pd(PPh,), (2.6 g, 0.0023 mol) was
stirred under reflux under nitrogen for 12 hours in a two neck
round bottom flask. The reaction mixture cooled to room
temperature was extracted with methylene chloride (MC)/
H,0, dried over MgSQ,, and then allowed to pass through
silica gel. After concentration, a small amount of the resulting
product was dissolved in EA, tetrahydrofuran (THF), and
methanol, respectively, and then the resulting mixture was
stirred for 3 hours or more and filtered to obtain white Com-
pound 603 (11.6 g, 71%).

Preparation Example 57

Preparation of Compound 609

[0439] A toluene/ethanol/H,O (250 ml/150 ml/50 ml)
mixed solution of Compound 601-3 (14.0 g, 0.023 mol),
4-bromo-9,9'-spirobi[fluorene] (27.3 g, 0.069 mol), K,CO,
(15.87 g,0.115 mol), and Pd(PPh,), (2.6 g, 0.0023 mol) was
stirred under reflux under nitrogen for 12 hours in a two neck
round bottom flask. The reaction mixture cooled to room
temperature was extracted with methylene chloride (MC)/
H,0, dried over MgSO,, and then allowed to pass through
silica gel. A fter concentration, a small amount of the resulting
product was dissolved in EA, tetrahydrofuran (THF), and
methanol, respectively, and then the resulting mixture was
stirred for 3 hours or more and filtered to obtain white Com-
pound 607 (12.4 g, 55%).

[0440] The compounds were prepared according to the
above-described preparation examples. Synthesis thereof
was checked, and the check results were as listed in Table 2
and illustrated in FIG. 4 to FIG. 25.

[0441] The following Table 2 lists "H NMR (CDCl,, 200
Mz) measurement data and measurement data obtained by an
FD-spectrometer (FD-MS: Field desorption mass spectrom-

etry).

TABLE 2
MS/FAB
Compound 'H NMR(CDCl;, 200 Mz) found  calculated
2 9.08(2H,d), 8.17(1H), 8.37(1H,d), 8.19(3H,m), 405.50 405.15
8.06(2H,m), 8.00(1H,m}, 7.94(1H,d), 7.85(1H,t)
4 9.08(2Hd), 8.95(1HLd), 8.69(2H.d), 8.50(1HL,d), 481.60 48118
8.19(4H,m), 8.09(1HL,d), 7.94(1H,d), 7.85(1HLt), 7.77-
7.62(6H,m), 7.52(LELY), 7.39(1ELY), 7.25(2H.d)
6 9.08(2Hd), 8.69(4H.d), 8.37(1H.d), 8.19(3H,m), 508.62  508.19
7.94(1Hd), 7.85(5H,m), 7.70-7.62(SH,m), 7.38(1H,5),
7.14(1Hd), 6.90(1H,t)
7 9.08(2H,d), 8.69(2H,d), 8.35(3H,m), 8.19(3H,m), 508.62 508.19

7.94(1Hd), 7.85(3H,m), 7.73-7.61(7H,m), 7.38(1FL1),
7.14(1Hd), 6.90(1H,)
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TABLE 2-continued
MS/FAB
Compound 'H NMR(CDClj, 200 Mz) found  caleulated
8 908(2H.d), 8.69(2H,d), 8.19(3H,m), 8.04(3H,s), 58373 583.13
794(1H,d), 7.85(3H,m), 7.73(7H,m), 7.62(2H,m),
749(4H,m), 7.41(2H,m)
9 9.08(2H,d), 8.70(6H,m), 8.15(3H,m), 8.04(3H, s), 58571 58522
7.98(SH,m), 7.83(3H,m), 7.70(3K,1), 7.62(2H,d)
12 9.08(2Hd), 8.99(1H,s), 8.69(2H,d), 8.42(1H,d), 78397 78329

8.19(5H,m), 8.08(4H,m), 7.97(3H,m), 7.85(3H,m), 7.70-
7.55(11H,m), 7.47-7.32 (SH,m)

16 908(2H.d), 8.69(2H.d), 8.56(1H,d,), 8.19(3H,m), 62376 62324
7.95(3H,m), 7.84(4H,m), 7.70(3H,m), 7.62(3H,m),
7.50(3H,m), 7.38(2H,m), 7.26(3H,m)

18 908(2H.d), 8.36(2H.d), 8.19(3H,m), 7.95(3H,m), 555.62  535.18
7.85(1H,1), 7.77(4H,m), 7.65(5H,m), 7.51(6H,m)

22 927(2Hd), 8.89(1Hd), 8.76(2H,1), 8.62(1H.d), 8.39(1H.d), 482359  482.18
832(1H.d), 8.16(1H,d), 7.92(4H,m), 7.82(3H,m),
7.76(3H,m), 7.60(3H,m), 7.29(1H,1)

(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
35 908(2HJ
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(

32 908(2H,d), 8.70(10H,m), 8.19(5H,m), 8.00(4H,d), 73880 738.28

794(1H,d), 7.85(7H,m), 7.70(3H,m), 7.62(2H,1)
), 8.70{10H,m), 8.19(SH,m), 8.00(4H,d), 73880 738.28

794(1H.d), 7.85(3H.m), 7.70(3H,1), 7.62(2H,0), 7.25(4H.m)

37 9.08(2H,d), 8.69(2H.d), 8.20(4H,m), 7.95(7H,m), 58571 585.22
7.85(1H,1), 7.70(3H,m), 7.62-7.49(8H,m)

38 908(2Hd), 8.69(2H,d), 8.30(2H,d), 8.20(4H,m), 661.81 66125
7.95(5H,m), 7.85(3H,m), 7.70-7.41(13H, m)

41 9.08(2H.d), 8.69(2H,d), 8.33(4H,m), 8.20(4H,m), 58571 585.22
7.94(3H,m), 7.85(1H.1), 7.70-7.49(1 1H,m)

43 908(2H.d), 8.69(21,d), 8.30(2H,d), 8.17(4H,m), 63577 63524
7.95(3H,m), 7.85(5H,m), 7.75-7.70(5H,m), 7.62-
7.58(3H,m), 7.49(2H,m), 7.41(1H,m)

44 908(2H.d), 8.69(2H,d), 8.36(4H,m), 8.19(3H,m), 58670  586.22
7.95(3H,m), 7.85(11L,1), 7.70(3H,1), 7.62(2H,1), 7.50(6H,m)

46 9.08(2H.d), 8.69(2H,d), 8.19(3H,m), 7.95(7H,m), 73880 73828
7.85(1H,1), 7.75-7.62(SH,m), 7.49(4H,1), 7.41(2H,m),
7.25(4H,d)

54 908(2H,d), 8.69(2H,d), 8.20-8.13(4H,m), 8.06(2H,m), 67481 67425
7.95(3H,m), 7.84(5H,m), 7.70(3HL1), 7.62-7.49(6H,m)

55 9.08(2H,d), 8.69(4H,d), 8.19(6H,m), 7.94(2H,d), 70886  708.26
7.85(6H,m), 7.70(6H,m), 7.62(4H,m)

57 9.08(2H.d), 8.33(2H,m), 8.19(3H,m), 8.08(2H,m), 48160 48118
7.97(2H,m), 7.85(1H,0), 7.73-7.55(10H,m), 7.38(1H,d)

59 9.08(2H,d), 8.33(2H,m), 8.19(3H,m), 7.94(2H,m), 507.64  507.20
7.85(1H,1), 7.75-7.61 (12H,m), 7.49(2H,1), 7.41 (1H,m)

60 9.08(2H,d), 8.71(2H,d), 8.33(2H,m), 8.19(2H.d), 508.62  508.19
8.00(2H.d), 7.94(2H,m), 7.85(1HL,t), 7.73-7.61(10H,m)

61  9.08(2H,d), 8.69(2H.d), 8.35(3H,m), 8.49(3H,m), 508.62  508.19
794(11.d), 7.85(3H,m), 7.71(4H,m), 7.62(3H,m),
738(1,0), 7.14(1H,d), 6.90(LH)

63 9.08(2H,d), 8.33(2H,m), 8.19(3H,m), 3.04(3H.s), 58373 583.23
794(1H.d), 7.85(11L.1), 7.73(8H.m), 7.62(3H,m),

749(4H,m), 7.41(2H,m)

67  9.08(2Hd), 899(1H,s), 8.42(1H,d), 8.33(2H,m), 78397 73829
8.19(SH,m), 8.08(4H,m), 7.97(3H,m), 7.85(1H,1), 7.73-
755(13H,m), 7.45(3H,m), 7.38(2H,m)

(
(
(
70 9.08(2H,d), 8.33(2H,m), 8.1S(3H,m), 8.09(1H,d), 7.94- 669.83 66925
7.55(15H,m), 7.45(2H,m), 7.38(11,d),7.28(53H,m)
71 9.08(2H,d), 8.56(1H,d), 8.33(2H,m), 8.19(3H,m), 62376 62324
7.95(3H,m), 7.83(2H,m),7.72(4H,m), 7.62(4H,m),
750(3H,m), 7.38(2H,m), 7.27(3H,m)
73 9.08(2H,d), 8.50(2H,m), 8.1S(3H,m), 7.94(1H.d), 555.62  535.18
7.86(2H,m), 7.74(8H,m), 7.62(2HL,1), 7.51(6H,m)
77 9.08(2H,d), 8.33(2H,m), 8.26(11,s), 8.19(3H,m), 48259 48218
8.08(2H,m), 7.94(1H,d), 7.85(1H,t), 7.73-7.61 (9H,m)
87 9.08(2H,d), 8.70(8H,m), 8.33(2H,m), 8.20(5H,m), 73880 738.28
8.00(4H,d), 7.44(1H,d), 7.85(5H,m), 7.71(4H,m),
7.62(3H,m)
90 9.08(2H,d), 8.71(7H,m), 8.33(2H,m), 8.19(SH,m), 73880 738.28

8.004H,d), 7.94(1H,d), 7.85(3H,m), 7.71(4H,m),
7.62(21,0), 7.25(4H,d)

92 9.08(2H,d), 8.35(3H,m), 8.20(4H,m), 7.94(SH,m), 58571 585.22
7.85(1H,1), 7.73-7.49(12H,m)

93 9.08(2H,d), 8.33(SH,m), 8.20(4H,m), 7.94(3H,m), 661.81 66125
7.85(3H,m), 7.73(6H,m), 7.62-7.41(3H,m)

96 9.08(2H,d), 8.34{4H,m), 8.20(4H,m), 7.94(4H,m), 58571 585.22
7.85(1H,1), 7.73-7.49(12H,m)
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TABLE 2-continued
MS/FAB
Compound 'H NMR(CDClj, 200 Mz) found  caleulated
98 9.08(2H,), 8.35(5H,m), 8.17(4H,m), 7.94(1H.d), 63577 63524
7.85(SH,t), 7.73-7.58(7H,m), 7.49(2H,m), 7.41 (1 ,m)
99 9.08(2Hd), 8.35(7H,m), 8.19(3H,m), 58670 58622
7.94(1H,d),7.85(LH,0), 7.71(4H,m), 7.62(2H,1), 7.50(6H,m)
101 9.08(2H,d), 8.58(2H,m), 8.35(3H,m), 8.20(SH,m), 73889 73828
794(1H,d), 7.85(3H,m), 7.70(6H,m), 7.40(2H,0)
109 9.08(2H,d), 8.33(2H,m), 8.15(4H,m), 8.06(2H,m), 67481 67425
7.95(3H,m), 7.84(2H,m), 7.73-7.54(11H,m), 7.25(2Hd),
6.53(1H,s)
110 9.08(@H,d), 8.69(2H,d), 8.33(2H,m), 8.19(6H,m), 70886 70826
7.94(2H,d), 7.85(4H,m), 7.73-7.61(12H,m)
111 9.08(2H,d), 9.01(1H,s), 8.60(1H,m), 8.19(5H,m), 63680 63626
7.94(1H,d), 7.85(LH.t), 7.74-7.50(12H,m), 7,38(1H,0),

(
(
(
720(1H,0), 1.69(12H,)
112 9.08(2Hd), 9.01{1H,s), 8.60(1H,m), 8.20(6H,m), 76094 760.29
7.49(1H.d), 7.85(1K,1), 7.74-7.50(12H,m), 7.38(1H,1), 7.26-
7.18(7H,m), 7.10(4H,m)
113 9.08(2H.d), 8.60(1H,m), 8.45(1H,d), 8.19(4H,m), 62678 62618
7.94(2H,m), 7.86(2H,m), 7.78(1H.s), 7.70-7.49(11H,m),
720(1H,0)
115 9.08(2H.d), 8.60(1H,m), 8.55(1H,d), 8.19(5H,m), 68583 68525
7.94(2H.d), 7.85(1E,1), 7.70-7.50(15H.m), 7.40{1H,s),
735(1H,1), 7.18(2H,m)
130 9.08(2H.d), 8.60(1H,m), 8.55(1H,d), 8.19(4H,m), 68583 68525
8.12(114,d), 7.94(3H.d), 7.85(1H,t), 7.70-7.50(13H,m),
735(2H,0), 7.16(2H,0)
131 9.08(2H.d), 8.60(1H,m), 8.55(1H,d), 8.20(6H,m), 636.80 63626
7.90(4H,m), 7.70-7.54(9H,m), 7.36(2H,m), 7.16(1H,1),
1.69(12H,s)
132 9.08(2H.d), 8.60(1H,m), 8.55(1H,d), 845(1H,d), 62678 62618
8.19(4H,m), 8.05(11,d), 7.94(3H,m), 7.85(1H,0), 7.70-
7.49(10H,m), 7.35(1EL0), 7.16(1H,0)
134 9.08(2H.d), 8.60(1H,m), 8.55(1H,d), 8.19(5H,m), 68583 68525
7.94(2H,m), 7.85(1H,1), 7.70-7.50(15H,m), 7.40(1H,s),
735(1H,1), 7.18(2H,m)
135 9.08(2H.d), 8.60(1H,m), 8.45(1H,d), 8.19(5H,m), 62678 62618
7.94(2H,m), 7.86(2H,m), 7.78(1H.s), 7.70-7.50(11H,m),
720(1H,0)
137 9.08(2H.d), 8.60(1H,m), 8.19(7H,m), 7.94(1H,d), 76094 760.29
7.87(2H,m), 7.74-7.50(11H,m), 7.38(1HL1), 7.26-
7.10(11H,m)
146 9.08(2H.d), 8.55(1H,d), 8.30(1H,d), 8.24(2H,m), 63680 63626
8.19(3H,m), 7.93(4H,m), 7.85(1H,1), 7.72(SH,m),
7.60(3H,m), 7.36(2H,m), 7.16(1EL1), 1.69(12H.s)
147 9.08(2H.d), 8.55(1H,d), 8.30(2H,d), 8.24(2H,m), 76094 760.29
8.19(3H,m), 7.93(4H,m), 7.85(1H,1), 7.74-7.57(8,m),
737(2H,m), 7.26-7.10(1 1H,m)
148 908(2H,d), 8.55(1H,d), 845(1H,d), 8.30Q2Hd), 62678 62618
8.19(3H,m), 7.93(5H,m), 7.85(2H,m), 7.78(1H,s), 7.70-
7.49(7TH,m), 7.35(11,0), 7.16(LH,)
150 9.08(2H.d), 8.55(1H,d), 8.30(2H,d), 8.19(4H,m), 685.83 68525
7.93(4H,m), 7.85(1H,1), 7.70-7.50(13H,m), 7.40(1H,s),
735(1H,1), 7.18(2H,m)
165 9.08(2H,d), 8.552H,d), 8.30(2H,d), 8.193H,m), 685.83 68525
8.12(1H,d), 7.93(5H,m), 7.85(1H,t), 7.70-7.57(8m),
750(2H,d), 7.35(21,0), 7.16(2H1)
166 9.08(2H,d), 8.55(1H,d), 8.30(2H,d), 8.24-8.17(5H,m), 7.93 636.80 63626
(5H,m), 7.85(1H,1), 7.74-7.57(7H,m), 7.37(2H,m),
7.16(1H,0), 1.69 (12H,s)
167  9.08(2H,d), 8.55(1H,d), 845(1H,d), 8.302Hd), 62678 62618
8.19(3H,m), 8.05(11,d), 7.93(5H,m), 7.85(1H,0), 7.70-
7.49(8H,m), 7.35(11,0), 7.16(1H,)
169 9.08(2H,d), 8.55(1H,d), 8.30(2H,d), 8.19(4H,m), 685.83 68525
7.93(4H,m), 7.85(1H,1), 7.70-7.50(13H,m), 7.40(1H,s),
735(1H,1), 7.18(2H,m)
170 9.08(2H,d), 8.55(1H,d), 845(1H,d), 8.30Q2Hd), 62678 62618
8.19(3H,m), 7.93(5H,m), 7.86(2H,m), 7.78(1Hs), 7.70-
7.49(7TH,m), 7.35(1H,0), 7.16(LH,0)
172 9.08(2H.d), 8.55(1H,d), 8.30(2H,d), 8.20(4H,m), 7.94- 76094 760.29
7.85(6H,m), 7.74-7.57(7H,m), 7.49(1H,s), 7.36(2H,m),
726-7.16(11H,m)
181 9.08(2H,d), 8.84(1H,d), 8.69(2H.d), 8.27(1H,d), 531.66  531.20
8.19(3H,m), 8.05(1H,s), 7.94-7.85(3H,m), 7.70-
7.62(9H,m), 7.25(2H,d)
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TABLE 2-continued

MS/FAB

Compound 'H NMR(CDClj, 200 Mz) found  caleulated

184 927(1Hs), 9.08(2H,d), 8.79(1Hd), 8.69(2H.d), 8.692H.d), 38172  581.21
8.35(4H,m), 8.19(3H,m), 7.94(1H,d),7.85(3H,m), 7.70-

7.62(9H,m), 7.52(11,d)

185 9.08(3H.m), 8.84(1H,d), 8.33(2H,m), 8.27(1H,d), 53166  531.20

8.19(3H,m), 8.05(11,s), 7.94-7.85(3H,m), 7.73-

7.62(11H,m)

188 9.60(1H.d), 9.27(1H,s), 9.08(2H,d), 8.35(5H,m), 58172 58121

8.19(3H,m), 7.94(1H,d), 7.85(1H,t), 7.73-7.61(11H,m),

751(2H,d)

189 9.08(2H.d), 8.55(1H,d), 8.30(2H,d), 8.19(4H,m), 52063 520.19
7.93(4H,m), 7.85(1H.1), 7.60(3H,m), 7.50(1H,t), 7.35(1H.1),
7.18(2H,m)

199 9.08(2H.d), 8.60(1H,s), 8.55(1H,d), 8.19(5H,m), 52063 520.19
794(2H,d), 7.85(1H,), 7.70-7.58(8H,m), 7.50(1H),
735(1H,1), 7.18(2H,m)

209 9.08(2H,d), 8.69(2H.d), 8.55(2H,d), 8.19(7H,m), 76193 761.28
794(3H.d), 7.85(3H.m), 7.70(3H,m), 7.60(SH,m),
750(2H,1), 7.35(2H,1), 7.18(4H,m)

210 9.08(2Hd), 8.55(1H.d), 830(3H,d), 8.20-8.13(5H,m), 7.99- 76193 76128
7.85(8H,m), 7.77-7.58(10H,m), 7.50(3H,m), 7.35(1HL1),
7.18(2H,m)

220 9.08(2H.d), 8.70(3H,m), 8.39(1H,d), 8.23(1H,s), 58670  586.20
8.17(2H.d), 7.95(6H,m), 7.70(2H,t), 7.62-7.41 (OH,m)

224 945(1Hs), 9.08(2H,d), 8.82(1HLd), 8.69(21,d), 8.23(1Hs), 58670 58620
8.17(2H.d), 7.95(6H,m), 7.70-7.49(11H,m)

228 9.08(2Hd), 8.69(2H.d), 8.51(1H,d), 8.23(1H,s), 8.20(1Hd), 63577 63524
8.17(2H.d), 8.11{1H,d), 7.95(6H,m), 7.90(1H,d), 7.72-
7.49(12H,m)

232 9.08(2Hd), 8.69(2H.d), 8.54(1H,d), 8.23(1H,s), 8.17(2Hd), 63577 63524
8.08(2H,m), 7.99-7.94(7H,m), 7.70-7.49(12H,m)

236 9.16(1Hs), 9.092H,d), 8.69(2H.d), 8.23(1H,s), 8.20(1H,s), 63577 63524
8.15(3H,m), 7.95(7H,m), 7.85(1H,1), 7.70(2H,1), 7.62(1H,0),
7.55-7.49(8H,m)

240 9.16(1Hs), 9.092H,d), 8.69(2Hd), 8.23(1H,s), 8.20(1H,d), 63577 63524
8.15(3H,m), 7.95(7H,m), 7.85(1H,1), 7.70(2H,1), 7.62(1H,0),
7.55-7.49(10H,m)

244 B94(1H,d), 8.692H,d), 8.54-8.46(3H,m), 8.23(1H,s), 58670 58620
8.20(1H,d), 7.95(7H,m), 7.85(1H, 1), 7.72-7.49(10H,m)
248 9.08(1H,d), 9.002H,m), 8.65(2H,d), 8.23(1HLs), 58670 58620

(
(
(
R.17QH.d), 8.11(11Ld), 7.95(6H,m), 7.70-7.49(1 1 H,m)
252 9.39(1H,s), 9.08(1H,d), 8.98(1Hd), 8.75(1F4), 8.69(2H,d), 58670 58620
8.23(1H,s), 8.17(1Hd), 8.11(1H,d), 7.95(6H,m),
7.78(1H,d), 7.70-7.49(10H,m)
256 9.08(1H,d), 8.98(1Hd), 8.69(2H,d), 8.54(1H,d), 8.23(1H,s), 63577 63524
8.17(1Hd), 8.11(1H,d), 7.99-7.94(7H,m), 7.83(1H,d), 7.70-
7.49(13H,m)
260 9.08(1H,d), 8.98(1H,d), 8.69(2H,d), 8.54(1H,d), 8.23(1Hs), 63577 63524
8.17(1Hd), 8.11(1H,d), 7.99-7.94(8H,m), 7.70-
(
(
(
(
(
(
(

264 916(1Hs), 9.10(1Hs), 898(1Hd), 8.69QHA), 8.23(1Hs), 63577 63524
8.12(3H,m), 7.99-7.94(7H,m), 7.83(1H,d}, 7.68-

268 898(2HA), 8.69(2H,d), 823(1H,s), 8.17(1H.d), 7.99- 63577 63524
7.90(9H,m), 7.83(1H.d), 7.70-7.49(13H,m)

272 9.08(1H,d), 8.98(1H,d), 8.69(21,d), 8.23(1H,s), 8.17(1Hd), 63577 63524
7.99-7.90(9H,m), 7.83(1H,d), 7.70-7.49(13H,m)

324 9.08(2H.d), 8.69(21.d), 8.33(6H,m), 8.20(4H,m), 661.81 66125
794(1H,d), 7.85(3H.m), 7.75-7.62 (7H,m), 7.50(3H,m),
74L(1H,)

337 9.08(2H.d), 8.69(2H.d), 8.33(6H,m), 8.20(4H,m), 73791 737.28
794(1H,d), 7.85(7H,m), 7.75-7.62 (7H,m), 7.50(3H,m),
74L(1H,)

376 9.08(2H,d), 8.69(2H.d), 8.33(4H,m), 8.15(4H,m), 559.67  539.20
794(11,d), 7.85(3H,m), 7.70(3H,m), 7.60(3H,m),
750(3H,m)

385 9.08(2H,d), 8.80(11d), 8.70(5H,d), 8.45(1H,d), 8.194H1),  533.63  533.19
794(1H,d), 7.90(11,d), 7.85(1H,0), 7.70(3H.m),
7.60(3H,m), 7.29(1H,d)

388 9.08(2H,d), 8.69(2H.d), 8.48(11,d), 8.28(3H,m), 547.66  547.20
8.19(3H,m), 7.94(1H,d), 7.85(4H,m), 7.70(3H,0),
7.62(21,0), 7.54(1H,d), 7.21(LHY), 7.16(1H,0)

396 9.08(2H,d), 8.69(2H.d), 8.56(11,d), 8.19(3H,m), 57571 575.24
794(1H.d), 7.85-7.62(12H,m), 7.54(1H.d), 7.25(2H,m),
2.85(2H,), 1.30(3H,0)
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MS/FAB
Compound 'H NMR(CDClj, 200 Mz) found  caleulated
421 908(2H.d), 8.33(2H,m), 8.19(4H,m), 8.19(4H,m), 8.02- 56471 56417
7.94(4H,m), 7.85(1H,0), 7.72(4H,m), 7.62(3H,m),
7.52(2H,m), 7.25(2H,d)
422 908(2H), 8.55(2H,d), 8.33(2H,m), 8.18(7H,m), 76193 76128
7.94(3H,d), 7.85(LH,1), 7.72(4H,m), 7.60(6H,m),
7.50(2H,m), 7.35(2H,m), 7.18(4H,m)
465 9.08(2H,), 8.33(6H,m), 8.15(4H,m), 7.94(2H,d), 66181 66125
7.85(3H,m), 7.75-7.62(RH,m), 7.50(5H,m), 7.41(1H,m)
477 9.08(2H,), 8.33(8H,m), 8.20(4H,m), 7.94(1H,d), 3791 73728
7.85(SH,m), 7.73(6H,m), 7.62(3H,m), 7.50(5H,m),
T41(1HD
515 9.08(2H,d), 8.35(4H,m), 8.15(4H,m), 7.94(1H,d), 55967 55920
7.85(4H,m), 7.73-7.58(7H,m), 7.50(3H,m)
528 9.08(2H.d), 8.80(1H.d), 8.70(3H,m), 8.45(1H.d), 60973  609.22

(

833(2H,m), 8.19(4H,m), 7.94(1H,d), 7.85(4H,m), 7.73-

7.56(8H,m), 7.29(1H,d)

530 9.08(2H,d), 8.48(1H.d), 8.30(5H,m), 8.19(3H,m), 547.66  547.20

794(1H.d), 7.85(3H,m), 7.71(4H,m), 7.61(3H,m),

754(1H,d), 7.21(1H,1), 6.86(LH)

538 9.08(2H.d), 8.56(1H.d), 8.33(2H,m), 8.19(3H,m), 57571 575.24

794(1H,m), 7.85-7.70(9H,m), 7.61(3H,m), 7.54(1H,d),

728(1H,0), 7.21(1H,0), 2.85(2H,q), 1.30(3H,1)

557 0.08(1H.d), 8.98{1H.d), 8.69(2H,d), 8.33(4H,m), 58571 585.22

8.23(1H.s), 8.17(1H,d), 8.11(1H,d), 7.96(3H,m),

7.83(1H.d), 7.70-7.49(12H,m)

558 0.08(1H.d), 8.98(1H.d), 8.69(2H,d), 8.33(4H,m), 58571 585.22

8.23(1Hys), 8.17(114,d), 8.11(1H,d), 7.96(3H,m),

7.83(1H.d), 7.70-7.49(12H,m)

550 0.08(1H.d), 8.98{1H.d), 8.69(2H,d), 8.33(4H,m), 661.81 66125

8.23(1H.s), 8.17(1H,d), 8.11(1H,d), 7.96(3H,m),

7.84(SH,m), 7.70-7.49(12H,m)

560 9.08(1Hd), 8.98{1H.d), 8.69(2H,d), 8.33(6H,m), 661.82 66125

8.23(1H.s), 8.17(11H,d), 8.11(1Hd), 7.99(1H.d),

7.85(2H,m), 7.75-7.61(9H,m), 7.50(5H,m), 7.41(1H, 1)

561 9.08(1Hd), 8.98{1H.d), 8.69(2H,d), 8.33(4H,m), 73791 737.28

8.23(1H.s), 8.17(11H,d), 8.11(1Hd), 7.99(1H.d),

7.85(7H.m), 7.75-7.61(12H,m), 7.50(5H,m), 7.41 (11L.0)

562 9.19(1Hs)9.08(1Hd), 898(1Hd), 8.74(1H,d), 8.60(CH,d), 58670 58622

8.35(5H,m), 8.17(1H,d), 8.11(1H,d), 8.00(2H,m),

7.83(1H,d), 7.70-7.59(7TH,m)

563 0.08(1H,d), 8.98(1H,d), 8.60(2H,d), 8.36(4H,m), 58670 586.22

8.17(1H,d), 8.11{1H,d), 7.96(3H,m), 7.83(1H,d), 7.70-

7.61(6H,m), 7.50(61,m)

(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(
(

564 9.08(1H,d), 8.98(1H,d), 8.69(21,d), 8.15(3H,m), 63577 63554
7.98(3H,m), 7.82(5H,m), 7.70-7.58(91,m), 7.49(11L,1)

565 9.08(1H,d), 8.98(1H,d), 8.69(2H,d), 8.33(4H,m), 559.67  539.20
8.15(3H,m), 7.99(1H,d), 7.84(3H,m), 7.70-7.58(7H,m),
750(3H,m)

566 9.18(1H,d), 9.08(1H,d), 8.98(11,d), 8.78(11,d), 8.60@4H,s),  509.61  509.19
8.55(1H,d), 8.17(1H,d), 8.11(1H,d), 7.99(1H,d),
7.83(1H,d), 7.74-7.61(7H,m), 7.37(1EL1), 7.23(1H,),

6.88(11,d)

567 9.08(1Hd), 8.98{1H.d), 8.80(1H,d), 8.70(5H,m), 609.73 60922

845(1H.d), 8.20(1H,d), 8.17(1H,d), 8.11(1H,d),

799(1H,d), 7.88(6H,m), 7.70-7.56(7H,m), 7.29(1H,d)

568 9.08(1H,d), 8.98(1H,d), 8.69(2H,d), 8.56(1H,d), 62376 62324
8.17(1Hd), 8.11{1H,d), 7.99(3H,m), 7.83(4H,m), 7.70-
7.48(10H,m), 7.38(2H,m), 7.27(3H.m)

560 0.08(1Id), 8.98(11Ld), 8.60(21,d), 8.48(11L,d), 547.66  547.20
8.28(3H,m), 8.17(1H.d), 8.11(1H,d), 7.99(1 H,d),
7.84(5H,m), 7.70-7.61(6H,m), 7.54(1H,d), 7.21(1H,1),
6.86(11,d)

570 0.08(1H,d), 8.98(1H.d), 8.69(2H,d), 8.56(1H,d), 57571 575.24
8.17(1H.d), 8.11{1H,d), 7.99(1H,d), 7.85-7.61(13H,m),
754(1H0,d), 7.28(1H,1), 7.21(1H,1), 2.85(2H,q), 1.303H,)

571 9.08(1H,d), 8.98(11d), 8.36(11,d), 8.17(1H,d), 555.62  555.18
8.11(1Hd), 7.99(1H,d), 7.96(2H,d), 7.83-7.61(11H,m),
751(6H,m)

572 9.08(1Hd), 8.98(11Ld), 8.69(2H,d), 8.17(1H,d), 686.82 68625
8.11(1H,d), 7.99(1H,d), 7.96(4H,m), 7.85-7.61(13H,m),
751(6H,m)
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TABLE 2-continued
MS/FAB
Compound 'H NMR(CDClj, 200 Mz) found  caleulated
573 9.08(114,d), 898(1H,d), 8.69(2H.d), 8.42(1H.d), 78397 78329

8.18(3H,m), 8.11-8.06(5H,m), 7.99(3H,d}, 7.84(3H,m),
7.70-7.38(17H,m)
574 9.08(1H,d), 8.98(1H,d), 8.69(2H,d), 8.21(4H,m), 683.85 68326
8.17(11,d), 8.11(1H,d), 7.99(1H,d), 7.83(1H,d), 7.75-
7.61(8H,m), 7.49(21,1), 7.39(5H,m), 7.25(6H,m)
575 0.08(1H,d), 8.98(1H.d), 8.69(2H,d), 8.17(1H,d), 58373 583.23
8.11(1H.d), 8.04(3H,s), 7.09(1H,d), 7.85(3H,m), 7.75-
7.61(10H,m), 7.49(4H,m), 7.41 2H,m)
576 9.08(1H,d), 8.98(1H,d),8.70(6H,m), 8.17(1H,d), 58571 585.22
8.11(1H.d), 8.02(8H,m), 7.84(3H,m), 7.68-7.61(6H,m)
577 9.08(1H,d), 8.98(1H,d), 8.56(1H,d), 8.28(2H,m), 8.17- 547.66  547.20
8.11(4H,m), 7.99(1H,d), 7.81(4H,m), 7.70-7.50(10H,m),
728(1H,0)
578 9.08(1H,d), 8.98(1H,d), 8.69(2H.d), 8.26(1H,s), 8.20- 48250 48218
8.06(4H,m), 7.99(1H,d), 7.83(1H,d), 7.71-7.58(SH,m),
7.25(2H,m)
579 0.08(1H,d), 8.98(1H.d), 8.87(1H,d), 8.69(2H,d), 48250 48218
8.35(1H.d), 8.17(1H,d), 8.11(1H,d), 8.05(1H,d),
7.97(2H,m), 7.83(1H.d), 7.70-7.61 (7TH,m), 7.49(1H,0),
7.25(2H,m)
580 9.08(1H.d), 8.98(1H.d), 8.70(5H, m), 8.39(1H,d), 63577 63524
8.17(1H.d), 8.11(1H,d), 7.97(2H,m), 7.85-7.79(7H,m),
7.70-7.61(6H,m), 7.46-7.41(4H,m)
581 9.08(1H,d), 8.98(1H.d), 8.69(2H,m), 8.29(4H,m), 58472 58423
8.20(2H.s), 8.17(11-1,d), 8.11(1H.d), 7.99(1H.d),
7.84(3H,m), 7.70-7.49(12H,m)
582 9.08(1Hd), 8.98(11Ld), 8.85(2H,d), 8.69(2H,d), 684.84 68426
837(2H.d), 8.20(2H,s), 8.17(1H,d), 8.1 1(1H,d), 8.06-
7.99(7H,m), 7.84(3H,m), 7.70-7.59(10K,m)
583 9.08(1H,d), 8.98(11Ld), 8.69(4Hs), 8.29(21,d), 8.20(2H,s), 58472 58423
8.17(1Hd), 8.11(1H,d), 7.99(1H,d), 7.83(1H,d), 7.75-
7.49(14H,m)
584 9.08(1Hd), 8.98(11Ld), 8.85(1H,m), 8.69(4ILs), 685.84 68426
837(1H.d), 8.20(2H,s), 8.17(1H,d), 8.11-7.99(7H,m),
793(1H.d), 7.83(11.d), 7.72-7.59(12H,m)
585 9.08(1H,d), 8.98(1H,d), 8.69(21,d), 8.36(4H,m), 662.80 66225
8.17(1Hd), 8.11{1H,d), 7.98(3H,m), 7.84(3H,m), 7.70-
7.61(6H,m), 7.50(6H,m), 7.25(2H,d)
586 9.08(1Hd), 8.98(11Ld), 8.69(2H,d), 8.17(1H,d), 738890 73829
8.11(1H.d), 7.98(7H,m), 7.83(1H,d), 7.75-7.61(10H,m),
7.49(4H,m), 7.41(2H,m), 7.25(2H,d)
587 9.08(1H,d), 8.98(1H,d), 8.70(4H,m), 8.1 7(1HL.d), 74087 740.27
8.11(1H.d), 7.98(1H,m), 7.83(1H,d), 7.70-7.61(6H,m),
7.25(4H,m)
588 9.08(1IHd), 8.98(11Ld), 8.69(2H,d), 8.55(2H,d), 76193 761.28
8.18(5H,m), 8.11(1H.d), 7.97(3H,m), 7.84(3H,m), 7.70-
758(9H, ), 7.50(2H.1), 7.35(2H,1), 7.18(4H,m)
589 9.08(1H,d), 8.98(1H,d), 8.55(2H,d), 8.30(2H,m), 76193 761.28
8.17(1H.d), 8.11(1H,d), 7.99-7.89(9H,m), 7.77-
7.61(13H,m), 7.50(2H,m), 7.35QH.0), 7.16(2H.0)
590 9.08(1H,d), 8.98(1H,d), 8.69(21,d), 8.18(2H,m), 56471 564.17
8.11(1H.d), 8.02-7.96(4H,m), 7.84(3H,m), 7.70-
751(8H,m), 7.25(2H,d)
591 9.08(1Hd), 8.98(11Ld), 8.69(2H,d), 8.17(1H,d), 548.64  548.19
8.11(1H.d), 7.97(3H,m), 7.84(3H,m), 7.74-7.61(8H,m),
738(2H,m), 7.25(2H,d)
592 9.08(1H,d), 8.98(11,d), 8.69(2H,d), 8.17(1H,d), 8.11- 60776 60723
8.06(3H,m), 7.98(4H,m), 7.84(3H,m), 7.70-7.55(11 H,m),
7400210
593 9.08(1H,d), 8.98(1H,d), 8.69(5H,m), 8.55(1HL.d), 597.72  597.72
8.18(2H,m), 8.11(1H,d), 7.99-7.94(3H,m), 7.85(2H,m),
7.70-7.58(8H,m), 7.50(1H,1), 7.35(1H,t), 7.18(2H,m)
594 9.08(1H,d), 8.98(11d), 8.74(2Hs), 8.69(21,s), 8.55(1H,d), 59871 59822
8.18(2H,m), 8.11(1H,d), 7.99-7.04(4H,m), 7.83(1H,d),
595 7.70-7.58(7H,m), 7.50(1H,0), 7.35(1H,0), 7.18(2H,m) 63171 63121
9.08(1H,d), 8.98(11L.d), 8.69(2H,m), 8.17(1H,d),
8.11(1H.d), 7.98(5H,m), 7.85-7.61 (13H,m), 7.51(6H,m)
596 9.08(1Hd), 8.98(1H,d), 8.69(2H,d), 8.43(1Hs), 68177 68122
8.17(2H,m), 8.11(1H,d), 8.00(3H,m), 7.85-7.61(13H,m),
7.53(7H,m), 7.38(1H,d)
9.08 (11,d), 8.98(11L,d), 8.68(21,d),8.56(1H,d), 45655 45616
8.28(2H,m), 8.17(1H.d), 8.11(1H,d), 7.99(1 H,d), 7.85-
7.50(18H,m), 7.28(11L,0)

w
O
=
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Compound 'H NMR(CDClj, 200 Mz)

MS/FAB

found

calculated

598 0.08(1H.d), 8.98(1H.d), 8.69(1H,d), 8.18(2H,),
8.11(1H,d), 8.02-7.96(4H,m), 7.84(3H,m)}, 7.70-
751(8H,m), 7.25(21,d)

599 0.08(2H.d), 8.69(2H.d), 8.19(3H,m), 7.94(1H.d),
7.85(7H,m), 7.70(3H,m), 7.62(2H,1)

600 9.08(2Hd), 8.91(1T,s), 8.39(1H,d), 8.19(3H,m), 7.99-
791(3H,m), 7.83(5H,m), 7.70(3H,m), 7.62(2H.1),
755(1H,), 738(1H,d)

601 ®="9.08(1H,d), 8.98(1H,d), 8.43(2H,s), 8.17(1H,d),
8.11(1H,d), 8.04(1H,s), 7.99(1H,d), 7.83(1H,d), 7.75-
7.61(10H,m), 7.49-7.41(6H,m)

602 6=9.08(1H,d), 8.97(3H,m), 8.50(2H,d), 8.43(2H,s),
8.19(3H,m), 8.10(3H,m), 8.04(1H,s), 7.99(1H,d), 7.83-
7.61(9H,m), 7.52(2H,m), 7.39(2H,m)

603 ®="9.08(1H,d), 8.98(1H,d), 8.43(1H,s), 8.17-7.98(10H,m),
7.83(1H.d), 7.70 = -7.51(10H,m), 7.35(2H,m), 7.31(2H,m)

604 5=9.08(1H,d), 8.98(1H,d), 8.56(4H,s), 8.18(3H,m),
8.11(1H,d), 7.99(1H,d), 7.94(2H,m), 7.83(1H,d), 7.70-
7.58(9H,m), 7.50(2H.0), 7.35(2H,1), 7.18(4H,m)

605 8=9.19(1H,s) 8.98(1H,d), 8.45(4H,m), 8.17-8.11(7H,m),
8.04(1H,s), 7.99(2H,m), 7.93(2H,m), 7.83(1H,d), 7.70-
7.49(10H,m)

606  &=9.08(11,d), 8.98(1Hd), 8.82(3MH,s), 8.80(2H,d),
8.71(2Hd), 8.45(2H,d), 8.19(3H,m), 8.11(1H,d),
7.99(2H,d), 7.90(2H,d), 7.83(1H,d), 7.70-7.56(8H,m),
7.29(2H,d)

607 &="9.08(11Ld), 8.98(11,d), 8.56(2H,d), 8.43(21Ls),
8.28(4H,m), 8.17(11,d), 8.11(1H,d), 8.04(1Ls),
7.99(1H,d), 7.83-7.77(10H,m), 7.68-7.61 (7TH,m), 7.53-
750(8H,m), 7.28(2H,1)

608 8=9.08(11,d), 8.98(1Hd), 8.84(2H,d), 8.43(2H,s),
8.27(2Hd), 8.17(1H,d), 8.11(1H,d), 8.05(3H,s), 7.99(1Hd),
7.90(2H,d), 7.83(11.d), 7.70-7.61 (14H,m)

609 &="9.08(11Ld), 8.98(1H,d), 8.43(2Is), 8.17(1H,d),
8.11(1H.d), 8.04(1H,s), 7.99(1H,d), 7.90-7.78(8H,m), 7.70-
7.55(10H,m), 7.47-7.28(17H.m)

506.61

456.55

506.61

507.64

607.76

687.80

685.83

71992

711.83

892.08

707.88

984.21

506.18

456.16

506.18

507.20

60723

68722

685.25

719.17

711.24

891.34

707.26

983.36

[0442] Further, FIG. 4 to FIG. 31 are graphs each illustrat-
ing a PL. (Photoluminescence) or LTPL (Low Temperature
Photoluminescence) emission/absorption spectrum of acom-
pound in a specific UV wavelength region.

[0443] PL was measured at room temperature using an
LS55 luminescent spectrometer manufactured by Perkin
Elmer, and LTPL was measured using an F7000 luminescent
spectrometer manufactured by HITACHI, and analyzed using
liquid nitrogen under low-temperature conditions of -196° C.
(77K).

[0444] FIG. 4 is a graph illustrating a PL spectrum of a
compound 16 at a wavelength of 302 nm.

[0445] FIG. 5 is a graph illustrating an LTPL spectrum of
the compound 16 at a wavelength of 382 nm.

[0446] FIG. 6 is a graph illustrating a PL spectrum of a
compound 18 at a wavelength of 286 nm.

[0447] FIG. 7 is a graph illustrating an LTPL spectrum of
the compound 18 at a wavelength of 383 nm.

[0448] FIG. 8 is a graph illustrating a PL spectrum of a
compound 22 at a wavelength of 258 nm.

[0449] FIG. 9 is a graph illustrating an LTPL spectrum of
the compound 22 at a wavelength of 283 nm.

[0450] FIG. 10 is a graph illustrating a PL spectrum of a
compound 37 at a wavelength of 261 nm.

[0451] FIG. 11 is a graph illustrating an LTPL spectrum of
the compound 37 at a wavelength of 308 nm.

[0452]

[0453]
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FIG. 12 is a graph illustrating a PL spectrum of a
compound 41 at a wavelength of 261 nm.

FIG. 13 is a graph illustrating an LTPL spectrum of

the compound 41 at a wavelength of 308 nm.

[0454]

[0455]

FIG. 14 is a graph illustrating a PL, spectrum of a
compound 43 at a wavelength of 262 nm.

FIG. 15 is a graph illustrating an LTPL spectrum of

the compound 43 at a wavelength of 311 nm.

[0456]

[0457]

FIG. 16 is a graph illustrating a PL spectrum of a
compound 44 at a wavelength of 270 nm.

FIG. 17 is a graph illustrating an LTPL spectrum of

the compound 44 at a wavelength of 311 nm.

[0458]

[0459]

FIG. 18 is a graph illustrating a PL, spectrum of a
compound 73 at a wavelength of 284 nm.

FIG. 19 is a graph illustrating an LTPL spectrum of

the compound 73 at a wavelength of 383 nm.

[0460]

[0461]

FIG. 20 is a graph illustrating a PL, spectrum of a
compound 92 at a wavelength of 268 nm.

FIG. 21 is a graph illustrating an LTPL spectrum of

the compound 92 at a wavelength of 383 nm.

[0462]

FIG. 22 is a graph illustrating a PL spectrum of a

compound 294 at a wavelength of 265 nm.

[0463]

FIG. 23 is a graph illustrating an LTPL spectrum of

the compound 294 at a wavelength of 299 nm.

[0464]

FIG. 24 is a graph illustrating a PL spectrum of a

compound 324 at a wavelength of 260 nm.
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[0465] FIG. 25 is a graph illustrating an LTPL spectrum of
the compound 324 at a wavelength of 320 nm.

[0466] FIG. 26 is a graph illustrating a PL spectrum of a
compound 560 at a wavelength of 273 nm.

[0467] FIG. 27 is a graph illustrating an LTPL spectrum of
the compound 560 at a wavelength of 353 nm.

[0468] FIG. 28 is a graph illustrating a PL spectrum of a
compound 563 at a wavelength of 273 nm.

[0469] FIG. 29 is a graph illustrating an LTPL spectrum of
the compound 563 at a wavelength of 353 nm.

[0470] FIG. 30 is a graph illustrating a PL spectrum of a
compound 568 at a wavelength of 253 nm.

[0471] FIG. 31 is a graph illustrating an LTPL spectrum of
the compound 568 at a wavelength of 348 nm.

[0472] FIG. 32 is a graph illustrating a PL spectrum of a
compound 603.
[0473] FIG. 33 is a graph illustrating an LTPL spectrum of

the compound 603.

[0474] FIG. 34 is a graph illustrating a PL spectrum of a
compound 604.
[0475] FIG. 35 is a graph illustrating an LTPL spectrum of

the compound 604.

[0476] In the PL/LTPL graphs as illustrated in FIG. 4 to
FIG. 35, the y-axis represents intensity and the x-axis repre-
sents a wavelength (unit: nm).

Comparative Example 1

Manufacturing of Organic Light Emitting Device

[0477] An organic electroluminescent device was manu-
factured by the following method.

[0478] A glass substrate coated with an ITO thin film to a
thickness of 1500 A was ultrasonic cleaned using distilled
water. After cleaning with distilled water, the substrate was
ultrasonic cleaned using solvents such as acetone, ethanol,
isopropyl alcohol, and the like and dried, and then UVO-
treated for 5 minutes using UV in a UV cleaner. Then, the
substrate was transferred to a plasma cleaner (PT) and
plasma-treated in a vacuum to remove ITO work function and
a remaining film. Then, the substrate was transferred to a
thermal deposition apparatus for depositing an organic sub-

stance.
N/@
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[0479] On the ITO transparent electrode (anode) prepared
as described above, 4.4'4"-tris(N,N-(2-naphthyl)-pheny-
lamino)triphenyl amine (2-TNATA) was vacuum-deposited
to a thickness of 600 A so as to form a hole injection layer.
Then, N, N'-bis(a-naphthyl)-N,N-diphenyl-4,4'-diamine
(NPB) was vacuuni-deposited to a thickness of 300 A so as to
form a hole transport layer.

[0480] After the hole injection layer and the hole transport
layer as common layers are formed, a light emitting layer was
vacuum-deposited thereon as described below. The light
emitting layer used CBP as a host and Ir(ppy); as a green
phosphorescent dopant. Then, Bebq, was deposited as an
electron transport layer to a thickness of 200 A, and on the
electron transport layer, lithium fluoride (LiF) was deposited
as an electron injection layer to a thickness of 10 A. Then, on
the electron injection layer, aluminum (Al) cathode was
deposited to a thickness of 1200 A so as to form a cathode
thereby manufacturing an organic electroluminescent device.
[0481] Meanwhile, each of all the organic compounds nec-
essary for manufacturing of an OLED device was vacuumed,
sublimed, and purified under 10~ to 107® torr, and used for
manufacturing OLED.

NPB

Example 1

Manufacturing of Organic Light Emitting Device

[0482] An organic electroluminescent device was manu-
factured in the same manner as the comparative example 1
except that the compounds 1 to 7 and 10 and 11 synthesized
in the preparation examples 1 to 7 and 10 and 11 were used
instead of Bebq, used in forming the electron transport layer
in the comparative example 1.

Experimental Example 1-1

Driving Voltage and Efficiency of Organic
Electroluminescent Device

[0483] Driving voltage and efficiency of the organic elec-
troluminescent devices respectively manufactured in the
above-described comparative example 1 and example 1 were
measured at a luminescent brightness 6000 cd/m?, and the
results thereof were as listed in the following Table 3.

TABLE 3
Electron transport layer  Driving Efficiency
material voltage (V) (cd/A)
Preparation 2 53 44

Example 1
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TABLE 3-continued

Electron transport layer ~ Driving Efficiency
material voltage (V) (cd/A)

Preparation 18 5.8 55
Example 2

Preparation 22 5.0 51
Example 3

Preparation 37 5.4 47
Example 4

Preparation 63 53 46
Example §

Preparation 73 5.7 56
Example 6

Preparation 92 5.2 48
Example 7

Preparation 181 54 43
Example 10

Preparation 209 53 41
Example 11

Comparative Bebqg, 6.6 35
Example 1

[0484] According to the experimental results, it is exhibited

that the organic electroluminescent devices using the com-
pounds of the preparation examples 1 to 7and 10and 11 of the
present invention have a low driving voltage and a high lumi-
nescent efficiency, as compared with the organic electrolumi-
nescent device of the comparative example 1 using conven-
tional Bebq,. Accordingly, it can be seen that since the
compound according to the present invention is used as a
material of an organic electroluminescent device, a driving
voltage and a luminescent efficiency of the device can be
improved.

Experimental Example 1-2

Life Span of Organic Electroluminescent Device

[0485] With respect to the organic electroluminescent
devices respectively manufactured in the preparation
examples 1 to 7and 10and 11, as a driving time of an organic
electroluminescent device passes at 2000 cd/m?, an average
time for brightness to be decreased to 90% of an initial bright-
ness when driving of the device is started was as listed in the
following Table 4.

TABLE 4
Electron transport layer T=
material 90%/hr

Preparation Example 1 2 48
Preparation Example 2 18 58
Preparation Example 3 22 50
Preparation Example 4 37 46
Preparation Example 5 63 47
Preparation Example 6 73 56
Preparation Example 7 92 49
Preparation Example 10 181 48
Preparation Example 11 209 50
Comparative Example 1 Bebq, 40

[0486] According to the experimental results, it is exhibited
that the organic electroluminescent devices using the com-
pounds of the preparation examples 1 to 7and 10and 11 of the
present invention have an excellent life span, as compared
with the organic electroluminescent device of the compara-
tive example 1 using conventional Bebgs.

Jul. 14,2016

Example 2

Manufacturing of Organic Light Emitting Device

[0487] An organic electroluminescent device was manu-
factured in the same manner as the comparative example 1
except that the compounds 8 and 9 synthesized in the prepa-
ration examples 8 and 9 were used instead of CBP used in
forming the light emitting layer in the comparative example 1.

Experimental Example 2-1

Driving Voltage and Efficiency of Organic
Electroluminescent Device

[0488] Driving voltage and efficiency of the organic elec-
troluminescent device manufactured in the comparative
example 1 or the example 2 were measured at a luminescent
brightness 6000 cd/m?, and the results thereof were as listed
in the following Table 5.

TABLE 5
Hostmaterial ~ Driving voltage (V) Efficiency (cd/A)

Preparation 111 4.7 42
Example 8

Preparation 130 4.8 40
Example 9

Comparative CBP 6.6 35
Example 1

[0489] According to the experimental results, it is exhibited

that the organic electroluminescent devices using the com-
pounds of the preparation examples 8 and 9 of the present
invention have a low driving voltage and a high luminescent
efficiency, as compared with the organic electroluminescent
device of the comparative example 1 using conventional CBP.
Accordingly, it can be seen that since the compound accord-
ing to the present invention is used as a material of an organic
electroluminescent device, a driving voltage and a lumines-
cent efficiency of the device can be improved.

Experimental Example 2-2

Life Span of Organic Electroluminescent Device

[0490] With respect to the organic electroluminescent
devices respectively manufactured in the preparation
examples 8 and 9, as a driving time of an organic electrolu-
minescent device passes at 2000 cd/m?, an average time for
brightness to be decreased to 90% of an initial brightness
when driving of the device is started was as listed in the
following Table 6.

TABLE 6
Host material T =90%/hr
Preparation Example 8 Compound 111 54
Preparation Example 9 Compound 130 51
Comparative Example 1 CBP 40

[0491] According to the experimental results, it is exhibited
that the organic electroluminescent devices using the com-
pounds of the preparation examples 8 and 9 of the present
invention have an excellent life span, as compared with the
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organic electroluminescent device of the comparative
example 1 using conventional CBP.

Comparative Example 2

[0492] First, a transparent electrode ITO thin film obtained
from an OLED glass (manufactured by Samsung Corning
Co., Ltd.) was ultrasonic cleaned using trichloroethylene,
acetone, ethanol, and distilled water in sequence for each 5
minutes, and was used after being put into isopropanol.

[0493] Then, an ITO substrate was installed in a vacuum
deposition apparatus. Thereafter, within a vacuum chamber,
4,4' A"-tris(N, N-(2-naphthyl)-phenylamino)triphenyl amine
(2-TNATA) was vacuuni-deposited to a thickness of 600 A on
the ITO so as to form a hole injection layer.

[0494] Then, N,N'-bis(a-naphthyl)-N,N'-diphenyl-4,4'-di-
amine (NPB) was vacuum-deposited to a thickness of 300 A
on the hole injection layer so as to form a hole transport layer.

[0495] Thereafter, a light emitting layer was vacuum-de-
posited to athickness 0200 A on the hole transport layer with
a blue emission host material H1 and a blue emission dopant
material D1 at a mixing ratio of 95:5.

OO

9§\
JoReNe

N

o

2-TNATA

f“

NPB
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-continued
H1
D1

SO

[0496] Then, a compound of the following structural for-
mula E1 was deposited to a thickness of 300 A on the light
emitting layer so as to form an electron transport layer.

[0497] Thereafter, lithium fluoride (LiF) was deposited as
an electron injection layer to a thickness of 10 A on the
electron transport layer, and Al was deposited as a cathode to
athickness of 1000 A on the electron injection layer, thereby
manufacturing an OLED device.

[0498] Meanwhile, each of all the organic compound mate-
rials necessary for manufacturing of an OLED device was
vacuumed, sublimed, and purified under 10~® to 10~® torr, and
used for manufacturing OLED.

Example 3

[0499] An organic electroluminescent device was manu-
factured in the same manner as the comparative example 2
except that the compounds synthesized in the preparation
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examples 1to 57 were used instead of E1 used for forming the TABLE 7-continued
electron transport layer in the comparative example 2.
Color
Experimental Example 3 Electron L@inescent Driving . coqrdinate Life
transport layer brightness  voltage Efficiency xv span
Evaluation of Organic Electroluminescent Device material (cd/m2) ) ©dA)  x ¥ (Ts)
[0500] Driving voltage, efficiency, color coordinate, and Compound 599 700 4.6 50 0150 0.170 430
life span of the organic electroluminescent devices respec- Compound 600 700 4.7 51 0150 0.180 450
tively manufactured in the above-described comparative Compound 603 700 4.2 3.1 0150 0.170° 450
: Compound 604 700 4.7 54 0150 0.170 550
example 2 and example 3 were measured at a luminescent Compound 605 200 a5 16 0450 0170 700
brightness 700 cd/m?, and the results thereof were as listed in Compound 607 700 44 51 0.150 0170 850
the following Table 7. Compound 608 700 43 50 0150 0.170 400
[0501] Herein, the life span was measured using an
M6000PMX manufactured by McScience Co., Ltd. [0502] As can be seen from the results listed in Table 7,

each organic electroluminescent device using a compound

TABLE 7 according to the exemplary embodiment of the present appli-

Color cation has a low driving voltage and a high Iuminescent

Eleciron Luminescent Driving coordinate  Life efficiency as compared with the organic electroluminescent
transport layer  brightness  voltage FEfficiency (x,7) span device of the comparative example 2 using E1 as an electron
transport layer material. Further, it has an excellent durability,

. ) . ) .

material (cd/m’) V) ey  x vy (T i.e., an excellent life span, as compared with the comparative

El 700 470 450 0150 0.180 330 example 2.

Compound 16 700 5.77 3.87 0149 0.182 355 [0503] The exemplary embodiments have been explained

Compound 18 700 4.48 448 0153 0.186 960 above, but the present invention is not limited thereto and can

Compound 22 700 422 559 0.150 0.182 400 : : . i

Compound 37 700 454 531 0149 0180 456 be modified anq changed invarious ways within .the.: scope of

Compound 41 700 458 498  0.149 0.180 288 the accompanying claims and the detailed description of the

Compound 43 700 4.48 494 0148 0182 192 invention, and all modifications and changes and their equiva-

Compound 44 700 3.2 349 0.148 0.186 672 lents are included in the scope of the present invention.

Compound 45 700 4.60 471 0153 0.167 384 . .

Compound 73 700 1.69 345 0150 0177 660 1. A compound of the following chemical formula 1:

Compound 92 700 5.50 445 0148 0.182 380

Compound 100 700 4.54 464 0153 0167 317

Compound 185 700 448 486 0153 0170 317 [Chemical Formula 1]

Compound 294 700 437 498 0153 0171 576 Y=Y,

Compound 324 700 443 494 0153 0.169 480 \

Compound 337 700 443 456 0153 0166 576 X, Y3

Compound 376 700 455 464 0153 0175 499 V4 \ Vi

Compound 385 700 437 502 0153 0177 518 Xi 4

Compound 388 700 445 486 0153 0.180 499

Compound 396 700 4.59 464 0153 0172 509

Compound 404 700 470 453 0153 0.167 490 Y0 s

Compound 416 700 4.69 509 0153 0.167 374 / 2

Compound 421 700 4.60 448 0153 0169 432 Y Ys

Compound 422 700 4.59 464 0153 0167 326 v o

Compound 457 700 453 479 0153 0168 432 Y10=Yo Ys=Y;

Compound 487 700 4.25 486 0153 0167 461

Compound 489 700 4.60 448 0153 0165 326

Compound 497 700 4.51 471 0.153 0.170 480 wherein in the chemical formula 1,

Compound 517 700 437 524 0153 0168 653 X, and X, are the same as or different from each other, and

Compound 518 700 4.25 517 0153 0.167 395 h independently N or CR

Compound 519 700 413 471 0153 0169 634 are each independently v of LI,

Compound 522 700 470 454 0153 0167 672 Y, toY,, are the same as or different from each other, and

Compound 530 700 4.61 448 0.153 0.167 768 are each independent]y NorCR,

gompound 338 700 3 33 0.1300.180 310 R and R, are the same as or different from each other, and
ompound 559 700 44 50 0150 0.180 340 .

Compound 560 700 52 41 0150 0.170 660 are each independently one selected from the group

Compound 561 700 4.7 5.1 0.150 0.180 350 consisting of hydrogen; halogen; linear or branched sub-

Compound 562 700 3.3 47 0150 0170 700 stituted or unsubstituted C, to Cg, alkyl; linear or

Compound 363 700 3 46 015070160800 branched substituted or unsubstituted C, to C,, alkenyl;

Compound 564 700 4.6 47 0150 0170 550 . h 2 ™ 60 ’

Compound 363 700 438 44 0.150 0.190 480 linear or branched substituted or unsubstituted C, to Cg,

Compound 366 700 4.2 55 0.150 0.180 270 alkynyl; linear or branched substituted or unsubstituted

gomp‘)“ﬂ: 2257; ;88 j; i-; 8-128 8-};8 43138 C, to Cg alkoxy; substituted or unsubstituted C, to Cyq

ngggﬁ 4369 700 43 55 0150 0180 450 monocyphc or polycyclic cycloa}kyl; substltu?ed or

Compound 570 700 40 58 0150 0070 370 unsubstituted C, to Cy, monocyclic or polycyclic het-

Compound 571 700 53 45 0.150 0.170 900 erocycloalkyl; substituted or unsubstituted C, to Cg,

Compound 572 700 5.1 43 0150 0.180 750 monocyelic or polycyclic aryl; substituted or unsubsti-

Compound 377 700 6 31 0150 0.170° 930 tuted C, to C4, monocyclic or polycyclic heteroaryl;

Compound 350 700 45 52 0150 0.80 380 ¢ L2 60 Y polyeyelc ary's

Compound 597 700 43 59 0150 0.180 750 —SiR; 1R 5R, 55 —P(E0)R 4R 5; and amine unsubsti-

Compound 398 700 4.5 5.5 0.150 0.180 470 tuted or substituted with C, to C,, alkyl, substituted or

unsubstituted C, to Cg, monocyclic or polycyclic aryl,
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or substituted or unsubstituted C, to C, monocyclic or
polycyclic heteroaryl, or at least two adjacent Rs are
bonded to each other to form a substituted or unsubsti-
tuted monocyclic or polycyclic aliphatic or aromatic
hydrocarbon ring;

R,, to R are the same as or different from each other, and
are each independently one selected from the group
consisting of linear or branched substituted or unsubsti-
tuted C, to Cg, alkyl; substituted or unsubstituted C; to
C, monocyclic or polycyclic cycloalkyl; substituted or
unsubstituted C, to Cy, monocyclic or polycyclic aryl;
and substituted or unsubstituted C, to C4, monocyclic or
polycyclic heteroaryl.

2. The compound of claim 1, wherein Formula 1 is repre-
sented by the following Formula 2, 3 or 9:

[Formula 2]
Yi=Y>
N \Y
/N
Rl Y4
Y1 Ys
Y// \\Y
11 6
\ /
Y10=Y9 Y8=Y7
[Formula 3]
Ry Yi=Y>
\Y
I \_/°
N Y,
Yi Ys
Y// \\Y
11 6
\ /
Y10=Y9 Y3=Y7
[Formula 9]

in Formulae 2, 3, and 9,

Y,t0Y,, and R and R, are the same as those defined in
Formula 1, and

at least two of Ar, to Arg are monocyclic or polycyclic
substituted or unsubstituted Cy to C, aryl; or monocy-
clic or polycyclic substituted or unsubstituted C, to Cg,
heteroaryl, and the others are each independently hydro-
gen; deuterium; halogen,; straight-chained or branched
substituted or unsubstituted C, to Cq, alkyl; monocyclic
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or polycyclic substituted or unsubstituted C4 to Cg, aryl;
or monocyclic or polyeyclic substituted or unsubstituted
C, to Cy, heteroaryl.

3. The compound of claim 1, wherein all of the Y, toY , are

CR, or any one ofthe Y, to Y, is N and the others are CR, and

the R is the same as defined in the chemical formula 1.
4. The compound of claim 1, wherein all of the Y5 to Y, are

CR, or any one ofthe Y to Y is N and the others are CR, and

the R is the same as defined in the chemical formula 1.
5. The compound of claim 1, wherein all of the Y to Y, , are

CR,oranyone oftheY,t0Y,, is N and the others are CR, and

the R is the same as defined in the chemical formula 1.
6. The compound of claim 1, wherein the Y, to Y, , are CR,

and the R is the same as defined in the chemical formula 1.

7. The compound of claim 2, wherein the R is -(L)m-(Z)n,

L is substituted or unsubstituted C, to C,, monocyclic or
polycyclic arylene; or substituted or unsubstituted C, to
C 4o monocyclic or polycyclic heteroarylene,

7 is one selected from the group consisting of substituted or
unsubstituted C, to Cy, monocyclic or polycyclic aryl;
substituted or unsubstituted C, to Cq, monocyclic or
polycyclic heteroaryl; —SiR, R ,,R,5; and —P(=0)
RiRys,

R, toR,; are the same as or different from each other, and
are each independently one selected from the group
consisting of linear or branched C, to Cg, alkyl; substi-
tuted or unsubstituted C; to C, monocyclic or polycy-
clic cycloalkyl; C, to C4, monocyclic or polycyclic aryl;
and C, to Cg, monocyclic or polycyclic heteroaryl,

m is an integer of 0 to 5,

nis an integer of 1 to 3, and

when m and n are independently integers of 2 or more,
multiple T and 7. are the same as or different from each
other.

8. The compound of claim 2, wherein the R is -(L)m~(Z)n,

L is one selected from the group consisting of Cg to C,
monocyclic or polycyclic arylene unsubstituted or sub-
stituted with halogen, linear or branched C, to C¢, alkyl,
C, 10 C4, monocyclic or polycyclic cycloalkyl, Cq to Cq,
monocyclic or polycyclicaryl, and C, to Cy, monocyclic
or polycyclic heteroaryl; and C, to C,, monocyclic or
polycyclic heteroarylene unsubstituted or substituted
with halogen, linear or branched C, to Cg, alkyl, C; to
Ceo monocyclic or polycyclic cycloalkyl, Cq to Cqg
monocyclic or polycyclicaryl, and C, to Cy, monocyclic
or polycyclic heteroaryl,

7 is one selected from the group consisting of C4 to Cy,
monocyclic or polycyclic aryl unsubstituted or substi-
tuted with halogen, linear or branched C, to Cy, alkyl, C;
to Cg monocyclic or polycyclic cycloalkyl, Cg to Cgp
monocyclic or polycyclicaryl, and C, to C 4, monocyclic
or polycyclic heteroaryl; C, to Cg, monocyclic or poly-
cyclic heteroaryl unsubstituted or substituted with halo-
gen, linear or branched C, to Cg, alkyl, C; to C¢n mono-
cyclic or polycyclic cycloalkyl, C, to Cg, monocyclic or
polycyclic aryl, and C, to Cy, monocyclic or polycyclic
heteroaryl; —SiR,,R ,R,;: and —P(—O)R R, and
the R, to R, are the same as or different from each
other, and are each independently one selected from the
group consisting of hydrogen; linear or branched C, to
Cgo alkyl unsubstituted or substituted with halogen, lin-
earorbranched C, to Cg, alkyl, C; to Cgy monocyelic or
polycyclic cycloalkyl, C to Cy, monocyclic or polycy-
clic aryl, and C, to C4, monocyclic or polycyclic het-
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eroaryl; C, to Cy, monocyclic or polycyclic aryl unsub-
stituted or substituted with halogen, linear or branched
C, to Cq, alkyl, C; to C4, monocyclic or polycyclic
cycloalkyl, C4to C4, monocyclic or polycyclic aryl, and
C, to C4, monocyclic or polycyclic heteroaryl; and C, to
Cgo monocyclic or polycyclic heteroaryl unsubstituted
or substituted with halogen, linear or branched C, to C,
alkyl, C, to Cy, monocyclic or polycyclic cycloalkyl, Cg
to Cg, monocyclic or polycyclic aryl, and C, to Cg,
monocyclic or polycyclic heteroaryl,

m is an integer of 0 to 5,
nis an integer of 1 to 3,

when m and n are independently integers of 2 or more,
multiple [ and 7 are the same as or different from each
other,

Y, toY,, are the same as or different from each other, and
are each independently N or CR,

R is one selected from the group consisting of C, to Cy,
monocyclic or polycyclic aryl unsubstituted or substi-
tuted with halogen, linear or branched C, to C, alkyl, C;
to C4, monocyclic or polycyclic eycloalkyl, Cg to Cg,
monocyclic or polycyclicaryl, and C, to C, monocyclic
or polycyclic heteroaryl; C, to Cg, monocyclic or poly-
cyclic heteroaryl unsubstituted or substituted with halo-
gen, linear or branched C, to C; alkyl, C, to C, mono-
cyclic or polycyclic cycloalkyl, C to Cg, monocyclic or
polyeyclic aryl, and C, to Cg, monocyclic or polycyclic
heteroaryl; —SiR,,R,R,5: and —P(—O)R R, and
the R|; to R are the same as or different from each
other, and are each independently one selected from the
group consisting of hydrogen; linear or branched alkyl
unsubstituted or substituted with halogen, linear or
branched C, to Cg, alkyl, C; to C4, monocyclic or poly-
cyclic cycloalkyl, C4 to Cg, monocyclic or polycyclic
aryl, and C, to C4, monocyclic or polveyclic heteroaryl;
C¢to C4, monocyclic or polycyclic aryl unsubstituted or
substituted with halogen, linear or branched C, to Cy,
alkyl, C; to C4, monocyclic or polycyclic cycloalkyl, Cq
to Cq, monocyclic or polycyclic aryl, and C, to Cg,
monocyclic or polycyclic heteroaryl; and C, to Coo
monocyclic or polycyclic heteroaryl unsubstituted or
substituted with halogen, linear or branched C, to Cy,
alkyl, C, to Cy, monocyclic or polycyelic cycloalkyl, Cg
to C4, monocyclic or polycyclic aryl, and C, to Cg,
monocyclic or polycyclic heteroaryl, and

if two or more of the Y, to Y, are CR, multiple R are the
same as or different from each other.

9. The compound of claim 7, wherein Z is substituted or
unsubstituted phenyl, substituted or unsubstituted biphenyl,
substituted or unsubstituted naphthyl, substituted or unsub-
stituted chrysenyl, substituted or unsubstituted pyrenyl, sub-
stituted or unsubstituted triphenylenyl, substituted or unsub-
stituted  anthracenyl, substituted or unsubstituted
phenanthrenyl, substituted or unsubstituted fluorenyl, substi-
tuted or unsubstituted benzo chrysenyl, or substituted or
unsubstituted spirobifluorenyl.

10. The compound of claim 7, wherein Z is substituted or
unsubstituted C, to C, monocyclic or polycyclic heteroaryl,
and the heteroaryl includes at least one selected from N, O, S,
Si, and Se as a heteroatom.

Jul. 14,2016
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11. The compound of claim 7, wherein Z is

@ ,

and X3 and X4 are substituted or unsubstituted Cy to Cy,
monocyclic or polycyclic aromatic hydrocarbon rings; or
substituted or unsubstituted C, to C4, monocyclic or polycy-
clic aromatic hetero rings.

wnarN

12. The compound of claim 11, wherein

is represented by any one of the following structural formu-
las:
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-continued
ZS O O
AN Zs
wuw N —
73

wherein in the structural formulas, Z, to Z, are the same as
or different from each other, and are each independently
SorO,

7,10 7, are the same as or different from each other, and are
each independently CR' R", NR', S, or O,

R' and R" are the same as or different from each other, and
are each independently hydrogen: linear or branched
substituted or unsubstituted C, to C, alkyl; or substi-
tuted or unsubstituted C to Cy, monocyclic or polycy-
clic aryl.

13. The compound of claim 1, wherein the chemical for-

mula 1 is represented by the following chemical formula 4 or
5

[Chemical Formula 4]

A 7 N\_J/

Y2 Ys
4 3\
Yy Y
\
Y10=Yo Y=Y )
. _ [Chemical Formula 5]
A\ YI=Y2
\Y
3
aw,
N Y4
Y Ys
Y 3
Yu Ys
_ o
L Y=Y Y=Yy

wherein in the chemical formulas 4 and 5,

A is directly bonded: or selected from the group consisting
of linear or branched substituted or unsubstituted C, to
C, alkylene, linear or branched substituted or unsubsti-
tuted C, to Cg, alkenylene, linear or branched substi-
tuted or unsubstituted C, to C¢, alkynylene, substituted
or unsubstituted C; to Cq, monocyclic or polycyclic
cycloalkylene, substituted or unsubstituted C, to Cg,
monocyclic or polyeyclic heterocycloalkylene, substi-
tuted or unsubstituted C, to Cq, monocyclic or polycy-
clic arylene, and substituted or unsubstituted C, to Cyg,
monocyclic or polycyclic heteroarylene, and

Y, t0Y, arethe same as defined in the chemical formula 1.

Jul. 14,2016

14. The compound of claim 13, wherein A is directly
bonded; or selected from the group consisting of substituted
or unsubstituted C,4 to C,4, monocyeclic or polycyclic arylene,
and substituted or unsubstituted C, to C4, monocyclic or
polycyclic heteroarylene.

15. The compound of claim 1, wherein the compound of
the chemical formula 1 is selected from the following com-
pounds:

2
/N
3
OO
4
O
5
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16. An organic light emitting device comprising:
/N an anode;
N a cathode; and

one or more organic material layers provided between the
anode and the cathode, wherein one or more layers of the
organic material layers include the compound of the

chemical formula 1 of claim 1.
17. The organic light emitting device of claim 16, wherein
N an organic material layer including the compound of the
N chemical formula 1 is one or more layers selected from a hole
injection layer, a hole transport layer, a light emitting layer, a
hole blocking layer, an electron transport layer, and an elec-

N/ \ tron injection layer.

18. The organic light emitting device of claim 16, wherein
an organic material layer including the compound of the
O chemical formula 1 is an electron transport layer.
O Q 19. The organic light emitting device of claim 16, wherein
an organic material layer including the compound of the
chemical formula 1 is a light emitting layer.
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20. The organic light emitting device of claim 16, wherein
an organic material layer including the compound of the
chemical formula 1 is a hole blocking layer.
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