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(57) ABSTRACT

A polymer compound having a constitutional sequence rep-
resented by the following formula (1) as a main chain:

———Z—],— (1

in the formula, Y represents a divalent group, in which two
hydrogen atoms are removed from a structure repre-
sented by the following formula (Y-1) or (Y-2),

7 represents a divalent group, in which two hydrogen
atoms are removed from a structure represented by the
following formula (Z-1), (Z-2), (Z-3), (Z-4), (Z-5),
(Z-6), (Z-7), or (Z2-8),

m represents an integer of 4 to 10,000, and n represents an
integer of 1 to 3,

pluralY’s, 7Z’s, and n’s each may be the same as or different
from each other.
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POLYMER COMPOUND AND ORGANIC EL.
DEVICE USING SAME

TECHNICAL FIELD

[0001] The present invention relates to a polymer com-
pound and an organic electroluminescence device using the
samie.

BACKGROUND ART

[0002] Inrecentyears, anorganic electroluminescence dis-
play device using an organic electroluminescence device has
been attracting attention as a next-generation display device
(hereinafter, “organic EL device”). This organic EL device
has organic layers such as a light emitting layer and a charge
transport layer. The organic EL device may be made of a low
molecular weight organic material or a polymeric organic
material. The use of the polymeric organic material as a
principal material is advantageous when producing a large
organic EL display device or the like because a homogenous
film can be easily formed when a coating method such as ink
jet printing, spin coating or the like is used. As such, the use
of the polymeric organic material for an organic EL device is
suggested until now (Patent Document 1 and Patent Docu-
ment 2).

CITATION LIST

Patent Literature

Patent Document 1: JP 2008-56090 A
Patent Document 2: WO 99/54385 A

[0003]
[0004]

SUMMARY OF INVENTION

Technical Problem

[0005] However, when a conventional polymeric organic
material, particularly a material emitting light in blue, is used
to produce an organic EL device, it cannot be said that the
organic EL device has an adequate luminous life time.
[0006] Thus, it is an object of the present invention to
provide an organic EL device having excellent luminous life
time, and a surface light source device and a display device
using it, and a polymer compound that can be used for an
organic layer of the device.

Solution to Problem

[0007] Specifically, the invention provides a polymer com-
pound that has a constitutional sequence represented by the
following formula (1) as a main chain

—[——Z—1— M

[0008] in the formula, Y represents a divalent group in
which two hydrogen atoms are removed from a structure
represented by the following formula (Y-1), or (Y-2). Z rep-
resents a divalent group in which two hydrogen atoms are
removed from a structure represented by the following for-
mula (Z-1),(Z-2),(Z-3),(Z-4),(Z-5),(Z-6), (Z-7),0r (Z-8). m
represents an integer of 4 to 10,000, and n represents an
integer of 1 to 3. Plural Y’s, Z’s, and n’s each may be the same
as or different from each other.

[0009] A hydrogen atom included in Y and Z may be sub-
stituted by R', and R' each independently represents a func-
tional group selected from a group consisting of a carboxyl
group, a nitro group, a cyano group, an alkyl group, an alkoxy
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group, an alkylthio group, an aryl group, an aryloxy group, an
arylthio group, an alkenyl group, an alkynyl group, an amino
group, a silyl group, an acyl group, an acyloxy group, an
imine residue, an amide compound residue, an acid imide
residue, a monovalent heterocyclic group, and a monovalent
heterocyclic thio group, or a halogen atom. When there are
plural R”s, they may be the same as or different from each
other, and plural R”s may be bonded to each other to form a
ring structure. The hydrogen atom included in the functional
group may be further substituted by a substituent.

[Chemical Formula 1]

-1

(Z-1)

(Z-3)

(Z-4)



US 2013/0264562 Al

-continued
Z-5)
RY RY
R RY
X= —X
X/ \‘(
N/ N\
X—X X—X
Z-6)
-7
X=X
X= —X
X/ \‘(
N /N
X—X —X
Z-8)
x=X
/ ==X RES
X \
S
N [\ 7
R R

[0010] In the formula, X represents —CH— or —N—.
Plural X’s may be the same or different from each other, with
the proviso that the number of —N—as X is 0 to 2.

[0011] R*is an aryl group, and R” represents a functional
group selected from a group consisting of an alkyl group, a
carboxyl group, a nitro group, a cyano group, an aryl group,
an aryloxy group. an arylthio group, an alkenyl group, an
alkynyl group, an amino group, a silyl group, an acyl group,
an acyloxy group, an imine residue, an amide compound
residue, an acid imide residue, a monovalent heterocyclic
group, and a monovalent heterocyclic thio group, or a hydro-
gen atom or a halogen atom. Plural R”’s may be the same as
or different from each other, and may be bonded to each other
to form a ring structure. The hydrogen atom included in the
functional group may be further substituted by a substituent.

[0012] The organic EL device obtained from the polymer
compound has an excellent luminous life time.

[0013] Inthe polymer compound,Y is preferably a divalent
group represented by the following formula (Y-3), (Y-4),
(Y-5), or (Y-6), more preferably a divalent group represented
by the following formula (Y-3), (Y-4), or (Y-5), still more
preferably a divalent group represented by the following for-
mula (Y-3), or (Y-5), and particularly preferably a divalent
group represented by the following formula (Y-3).
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[Chemical Formula 3]

-3

(Y-4)

(Y-5)

(Y-6)

[0014] In the formula, R" represents a hydrogen atom, an
alkyl group, an aryl group, or a monovalent heterocyclic
group. Plural R"’s may be the same as or different from each
other.

[0015] Inthe polymer compound, 7 is preferably a divalent
group represented by the following formula (Z-9), (Z-10),
(Z-11),(Z-12),(Z-13),(Z-14),(Z-15),(Z-16),(Z-17), (Z-18),
(Z-19), or (7-20), more preferably a divalent group repre-
sented by the following formula (Z-9), (Z-11), (Z-13), (Z-15),
(Z-16), (Z-17), or (Z-19), still more preferably a divalent
group represented by the following formula (Z-9). (Z-11),
(Z-15), (Z-16), (Z-17), or (Z-19), particularly preferably a
divalent group represented by the following formula (Z-11),
(Z-15), or (Z-17), more particularly preferably a divalent
group represented by the following formula (Z-15).
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[Chemical Formula 4]

RN

RN
RH

l RH
R” O R”

" O O |

R" R" R" R"
R’
R" R

R" R"

29

(Z-10)

(Z-11)

(Z-12)

(Z-13)

(Z-14)

(Z-15)
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-continued
(Z-16)
(Z-17)
(Z-18)
(7-19)
R Rr R R
(Z-20)
R R

R" R’

[0016] In the formula, R" represents a hydrogen atom, an
alkyl group, an aryl group, or a monovalent heterocyclic
group. Plural R"’s may be the same as or different from each
other. R* and R” has the same meaning as defined above.
[0017] Inthe polymer compound, the group represented by
Y and the group represented by Z are introduced by conden-
sation polymerization and an arbitrary additional group
which is different from the group represented by Y and the
group represented by Z may be introduced by condensation
polymerization, and when mole numbers of Y, Z, and the
arbitrary additional group in the polymer compound are N,
N, and N, , respectively, it is preferable that N, N,and N,
satisfy the following equation (2)

30<Nyx L00/(Np4N 4N, )<T5 @

[0018] Also provided by the invention is an organic EL
device comprising a pair of electrodes and an organic layer
provided between a pair of the electrodes, in which the
organic layer contains the polymer compound described
above.
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[0019] Also provided by the invention is a surface light
source device and a display device having the organic EL
device described above.

Advantageous Effects of Invention

[0020] By using the polymer compound of the invention,
luminous life time of an organic EL device to be obtained can
be improved. Further, according to the invention, an organic
EL device, a surface light source device, and a display device
having excellent luminous life time, and a polymer com-
pound which can be used for an organic layer of the device
can be provided.

DESCRIPTION OF EMBODIMENTS

[0021] Hereinafter, preferred embodiments of the present
invention will be described in detail. In the description below,
atert-butyl group is described as “t-Bu”, and a phenyl group
is described as “Ph” in some cases.

Explanation of Terminology

[0022] Hereinafter, terms that are used in common in the
present description will be described with reference to spe-
cific examples as required.

[0023] The term “constitutional unit” indicates an atom or
a group of atoms that are present in a molecular chain of the
polymer compound.

[0024] The term “constitutional sequence” indicates a
molecular chain containing one or more types of constitu-
tional units in constant order.

[0025] Examples ofahalogen atom includea fluorine atom,
a chlorine atom, a bromine atom and an iodine atom.

[0026] The term “C,~C_” (p and q are positive integers
satisfying p<q) means that the number of carbon atoms of a
partial substructure corresponding to a functional group name
described just after the term is p to q. That is, the term means
that when an organic group described just after “C ~C_”is an
organic group named in combination of plural functional
group names (e.g.,a C,~C,_ alkoxyphenyl group), the number
of carbon atoms of a partial substructure corresponding to a
functional group name (e.g., alkoxy) described just after
“C,~C,” among the plural functional group names is p to q.
For example, a “C,~C,, alkyl group” means an alkyl group
having 1 to 12 carbon atoms, and a “C,~C,, alkoxyphenyl
group” means a phenyl group having an “alkoxy group having
1 to 12 carbon atoms”.

[0027] An alkyl group may have a substituent, and may be
any of a linear alkyl group, a branched alkyl group and a
cyclic alkyl group (cycloalkyl group). As the alkyl group, a
linear alkyl group and a cyclic alkyl group are preferable, and
anunsubstituted alkyl group and an alkyl group substituted by
a halogen atom or the like are preferable.

[0028] Examples of the substituents include a carboxyl
group, a nitro group, a cyano group, an alkyl group, an alkoxy
group, an alkylthio group, an aryl group, an aryloxy group, an
arylthio group, an alkenyl group, an alkynyl group, an amino
group, a silyl group, an acyl group, an acyloxy group, an
imine residue, an amide compound residue, an acid imide
residue, a monovalent heterocyclic group, a monovalent het-
erocyclic thio group, and a halogen atom, and some or all of
hydrogen atoms included in these groups may be substituted
by fluorine atoms. Further, when the substituents have a
hydrocarbon chain, the number of carbon atoms in the sub-
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stituent is preferably 1 to 20 (hereinafter, when a “substitu-
ent” is mentioned, these are provided as examples thereof
unless otherwise specified).

[0029] The number of carbon atoms of the alkyl group is
preferably 1 to 20, more preferably 1 to 15, and still more
preferably 1 to 12 for alinear alkyl group and a branched alkyl
group. For a cyclic alkyl group, it is preferably 3 to 20, more
preferably 3 to 15, and still more preferably 3 to 12. Examples
of the alkyl group which may have a substituent include a
methyl group, an ethyl group, a propyl group, an isopropyl
group, a butyl group, an isobutyl group, a sec-butyl group, a
tert-butyl group, a pentyl group. an isoamyl group, a hexyl
group, a cyclohexyl group, a 2-ethyl hexyl group, a heptyl
group, an octyl group, a 3,7-dimethyloctyl group, a nonyl
group, a decyl group, a dodecyl group, an aryl alkyl group, a
trifluoromethyl group, a pentafluoroethyl group, a perfluo-
robutyl group, a perfluorohexyl group, and a perfluorooctyl
group.

[0030] An aryl alkyl group may have a substituent, and is
preferably an unsubstituted aryl alkyl group or an aryl alkyl
group substituted by a halogen atom, an alkoxy group, or the
like. The number of carbon atoms of the aryl alkyl group is
preferably 7 to 60, more preferably 7 to 48, and still more
preferably 7 to 30. Examples of the aryl alkyl group that may
have a substituent include a phenyl~C,~C,, alkyl group, a
C,~C,, alkoxyphenyl~C,~C,, alkyl group, a C,~C,,
alkylphenyl~C,~C, , alkyl group, a 1-naphthyl~C,~C |, alkyl
group, and a 2-naphthyl~C,~C,, alkyl group.

[0031] Analkoxy group may have a substituent, and may be
any of a linear alkoxy group, a branched alkoxy group and a
cyclic alkoxy group (cycloalkoxy group). As the alkoxy
group, a linear alkoxy group or a cyclic alkoxy group are
preferable, and an unsubstituted alkoxy group and an alkoxy
group substituted by a halogen atom, an alkoxy group, or the
like are preferable.

[0032] The number of carbon atoms of the alkoxy group is
preferably 1 to 20, more preferably 1 to 15, and still more
preferably 1 to 12 for a linear alkoxy group and a branched
alkoxy group. The number of carbon atoms of the cyclic
alkoxy group is preferably 3 to 20, more preferably 3 to 15,
and still more preferably 3 to 12. Examples of the alkoxy
group which may have a substituent include a methoxy group,
an ethoxy group, a propyloxy group, an isopropyloxy group,
a butoxy group, an isobutoxy group, a sec-butoxy group, a
tert-butoxy group, a pentyloxy group, a hexyloxy group, a
cyclohexyloxy group, a heptyloxy group, an octyloxy group,
a 2-ethylhexyloxy group, a nonyloxy group, a decyloxy
group, a 3,7-dimethyloctyloxy group, a dodecyloxy group, an
aryl alkoxy group, a trifluoromethoxy group, a pentafluoro-
ethoxy group, a perfluorobutoxy group, a perfluorohexyloxy
group, a perfluorooctyloxy group, a methoxymethyloxy
group, and a 2-methoxyethyloxy group.

[0033] Anaryl alkoxy group may have a substituent, and is
preferably an unsubstituted aryl alkoxy group or an aryl
alkoxy group substituted by a halogen atom, an alkoxy group,
or the like. The number of carbon atoms of the aryl alkoxy
group is preferably 7 to 60, more preferably 7 to 48, and still
more preferably 7 to 30. Examples of the aryl alkoxy group
that may have a substituent include a phenyl~C,~C, , alkoxy
group, a C,~C,, alkoxyphenyl~C,~C,, alkoxy group, a
C,~C,, alkylphenyl~C,~C, , alkoxy group, a 1-naphthyl—
C,~C,, alkoxy group, and a 2-naphthyl—C,~C,, alkoxy
group.
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[0034] An alkylthio group may have a substituent, and may
be any of a linear alkylthio group, a branched alkylthio group
and a cyclic alkylthio group (cycloalkylthio group). As the
alkylthio group, a linear alkylthio group or a cyclic alkylthio
group are preferable, and an unsubstituted alkylthio group or
an alkylthio group substituted by a halogen atom or the like
are preferable.

[0035] The number of carbon atoms of the alkylthio group
is preferably 1 to 20, more preferably 1 to 15, and still more
preferably 1 to 12 for the linear alkylthio group and the
branched alkylthio group. The number of carbon atoms of the
cyclic alkylthio group is preferably 3 to 20, more preferably 3
to 15, and still more preferably 3 to 12. Examples of the
alkylthio group which may have a substituent include a meth-
ylthio group, an ethylthio group, a propylthio group, an iso-
propylthio group, a butylthio group, an isobutylthio group, a
sec-butylthio group, a tert-butylthio group, a pentylthio
group, a hexylthio group, a cyclohexylthio group, a hep-
tylthio group. an octylthio group, a 2-ethylhexylthio group, a
nonylthio group, a decylthio group, an aryl alkylthio group, a
3,7-dimethyloctylthio group, a dodecylthio group, and a tri-
fluoromethylthio group.

[0036] An aryl alkylthio group may have a substituent, and
is preferably an unsubstituted aryl alkylthio group or an aryl
alkylthio group substituted by a halogen atom, an alkoxy
group, or the like. The number of carbon atoms of the aryl
alkylthio group is preferably 7 to 60, more preferably 7 to 48,
and still more preferably 7 to 30. Examples of the aryl alky-
Ithio group that may have a substituent include a
phenyl~C,~C,, alkylthio group, a C~Cys
alkoxyphenyl~C,-C,, alkylthio group, a C,~C,,
alkylphenyl~C,~C, , alkylthio group, a 1-naphthyl-C,~C,,
alkylthio group, and a 2-naphthyl-C,~C, , alkylthio group.
[0037] Anaryl groupisa group ofatoms left after removing
oneofhydrogen atoms bound to carbon atoms constituting an
aromatic ring from an aromatic hydrocarbon, and may have a
substituent. As the aryl group, an aryl group consisting of an
aromatic ring only, an unsubstituted aryl group or an aryl
group substituted by a halogen atom, an alkoxy group, or the
like are preferable. Examples of the aryl group include a
group having a benzene ring, a group having a fused ring, and
a group with two or more of benzene rings and/or fused rings
bound via single bond or a divalent organic group (e.g., an
alkylene group such as a vinylene group).

[0038] The number of carbon atoms of the aryl group is
preferably 6 to 60, more preferably 6 to 48, and still more
preferably 6 to 30. Examples of the aryl group that may have
asubstituent include a phenyl group, a C,~C,, alkoxyphenyl
group, a C,~C,, alkylphenyl group, a 1-naphthyl group, a
2-naphthyl group, a 1-anthracenyl group, a 2-anthracenyl
group, a 9-anthracenyl group, a 2-fluorenyl group, a pen-
tafluorophenyl group, a biphenylyl group, a C,~C, , alkoxy-
biphenylyl group, and a C,~C,, alkylbiphenylyl group. Of
those, a phenyl group, a C,~C,, alkoxyphenyl group, a
C,~C,, alkylphenyl group, a biphenylyl group, a C,~C,,
alkoxybiphenylyl group or a C,~C,, alkylbiphenylyl group
are preferable.

[0039] Examples of the C,~C,, alkoxyphenyl group
include a methoxypheny! group, an ethoxyphenyl group, a
propyloxyphenyl group, an isopropyloxyphenyl group, a
butyloxyphenyl group, an isobutyloxyphenyl group, a tert-
butyloxyphenyl group, a pentyloxyphenyl group, a hexylox-
yphenyl group, or an octyloxyphenyl group.
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[0040] Examples of the C,~C,, alkylphenyl group include
a methylphenyl group, an ethylphenyl group, a dimethylphe-
nyl group, a propylphenyl group, a mesityl group, an isopro-
pylphenyl group, a butylphenyl group, an isobutylphenyl
group, a tert-butylphenyl group, a pentylphenyl group, an
isoamylphenyl group, a hexylphenyl group, a heptylphenyl
group, an octylphenyl group, a nonylphenyl group, a
decylphenyl group, and a dodecylphenyl group.

[0041] An aryloxy group may have a substituent, and is
preferably an unsubstituted aryloxy group or an aryloxy
group substituted by a halogen atom, an alkoxy group, or the
like.

[0042] Thenumber of carbon atoms of the aryloxy group is
preferably 6 to 60, more preferably 6 to 48, and still more
preferably 6 to 30. Examples of the aryloxy group that may
have a substituent include a phenoxy group, a C,~C,, alkox-
yphenoxy group, a C,~C, , alkylphenoxy group, a 1 -naphthy-
loxy group, a 2-naphthyloxy group, and a pentafluoropheny-
loxy group. A C,~C,, alkoxyphenoxy group, or a C,~C,
alkylphenoxy group is preferable.

[0043] Examples of the C,~C,, alkoxyphenoxy group
include a methoxyphenoxy group, an ethoxyphenoxy group,
a propyloxyphenoxy group, an isopropyloxyphenoxy group,
a butyloxyphenoxy group, an isobutyloxyphenoxy group, a
tert-butyloxyphenoxy group, a pentyloxyphenoxy group, a
hexyloxyphenoxy group, and an octyloxyphenoxy group.
[0044] Examples of the C,~C,, alkylphenoxy group
include a methylphenoxy group, an ethylphenoxy group, a
dimethylphenoxy group, a propylphenoxy group, a 1,3,5-
trimethylphenoxy group, a methylethylphenoxy group, an
isopropylphenoxy group, a butylphenoxy group, an isobu-
tylphenoxy group, a sec-butylphenoxy group, a tert-bu-
tylphenoxy group, a pentylphenoxy group, an isoamylphe-
noxy group, a hexylphenoxy group, a heptylphenoxy group,
an octylphenoxy group, a nonylphenoxy group, a decylphe-
noxy group, and a dodecylphenoxy group.

[0045] An arylthio group may have a substituent, and is
preferably an unsubstituted arylthio group or an arylthio
group substituted by a halogen atom, an alkoxy group, or the
like. The number of carbon atoms of the arylthio group is
preferably 6 to 60, more preferably 6 to 48, and still more
preferably 6 to 30. Examples of the arylthio group that may
have a substituent include a phenylthio group, a C,~C,,
alkoxyphenylthio group, a C,~C, , alkylphenylthio group, a
1-naphthylthio group, a 2-naphthylthio group, and a pen-
tafluorophenylthio group.

[0046] An alkenyl group may have a substituent, and may
be any of a linear alkenyl group, abranched alkenyl group and
a cyclic alkenyl group. The number of carbon atoms of the
alkenyl group is preferably 2 to 20, more preferably 2 to 15,
and still more preferably 2 to 10. Examples of the alkenyl
group that may have a substituent include a vinyl group, a
1-propenyl group, a 2-propenyl group, a 1-butenyl group, a
2-butenyl group, a 1-pentenyl group, a 2-pentenyl group, a
1-hexenyl group, a 2-hexenyl group, a 1-octenyl group, and
an aryl alkenyl group.

[0047] Anaryl alkenyl group may have a substituent, and is
preferably an unsubstituted aryl alkenyl group or an aryl
alkenyl group substituted by a halogen atom, an alkoxy
group, or the like. The number of carbon atoms of the aryl
alkenyl group is preferably 8 to 60, more preferably 8 to 48,
and still more preferably 8§ to 30. Examples of the aryl alkenyl
group that may have a substituent include a phenyl~C,~C,,
alkenyl group, a C,~C,, alkoxyphenyl-C,~C,, alkenyl
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group, a C,~C,, alkylphenyl-C,~C,, alkenyl group, a
1-naphthyl-C,~C,, alkenyl group, and a 2-naphthyl-C,~C,,
alkenyl group. Of those, a C,~C, , alkoxyphenyl-C,~C, , alk-
enyl group, ora C,~C, , alkylphenyl-C,~C, , alkenyl group is
preferable.

[0048] An alkynyl group may have a substituent, and may
be any ofalinear alkynyl group, a branched alkynyl group and
a cyclic alkynyl group. The number of carbon atoms of the
alkynyl group is preferably 2 to 20, more preferably 2 to 15,
and still more preferably 2 to 10 fora linear alkynyl group and
a branched alkynyl group. For the cyclic alkynyl group, it is
preferably 10 to 20, and more preferably 10 to 15. Examples
of the alkynyl group include that may have a substituent
include an ethynyl group, a 1-propynyl group, a 2-propynyl
group, a 1-butynyl group, a 2-butynyl group, a 1-pentynyl
group, a 2-pentynyl group, a 1-hexynyl group, a 2-hexynyl
group, a 1-octynyl group, and an aryl alkynyl group.

[0049] Anaryl alkynyl group may have a substituent, and is
preferably an unsubstituted aryl alkynyl group or an aryl
alkynyl group substituted by a halogen atom, an alkoxy
group, or the like. The number of carbon atoms of the aryl
alkynyl group is preferably 8 to 60, more preferably 8 to 48,
and still more preferably 8 to 30. Examples of the aryl alkynyl
group that may have a substituent include a phenyl-C,~C,,
alkynyl group, a C,~C,, alkoxyphenyl-C,~C,, alkynyl
group, a C,~C,, alkylphenyl-C,~C,, alkynyl group, a
1-naphthyl-C,~C,, alkynyl group, and a 2-naphthyl-C,~C,,
alkynyl group. Of those, a C,~C,, alkoxyphenyl~C,~C,,
alkynyl group, or a C,~C,, alkylphenyl~C,~C,, alkynyl
group is preferable.

[0050] A monovalent heterocyclic group is a group of
atoms left after removing one of hydrogen atoms bound to an
atom constituting a heterocycle from a heterocyclic com-
pound, and may have a substituent. As the monovalent het-
erocyclic group, an unsubstituted monovalent heterocyclic
group or a monovalent aromatic heterocyclic group substi-
tuted by a substituent such as an alkyl group or the like are
preferable. The number of carbon atoms of the monovalent
heterocyclic group is preferably 4 to 60, more preferably 4 to
30, and still more preferably 4 to 20 without including the
number of carbon atoms of the substituent. The heterocyclic
compound refers to an organic compound having a ring struc-
ture and containing not only carbon atoms but also heteroat-
oms, such as an oxygen atom, a sulfur atom, a nitrogen atom,
a phosphorus atom, a boron atom, a silicon atom, a selenium
atom, a tellurium atom, and an arsenic atom, as elements
constituting the ring. Examples of the monovalent heterocy-
clic group that may have a substituent include a thienyl group,
aC,~C,, alkylthienyl group, a pyrrolyl group, a furyl group,
a pyridyl group, a C,~C , alkylpyridyl group, a pyridazinyl
group, a pyrimidinyl group, a pyrazinyl group, a triazinyl
group, apyrrolidyl group, a piperidyl group, aquinolyl group,
and an isoquinolyl group. Of those, a thienyl group, aC,~C,,
alkylthienyl group, a pyridyl group, or a C,~C,, alkylpyridyl
group is preferable.

[0051] A monovalent heterocyclic thio group is a group
with the hydrogen atom of a mercapto group having been
substituted by a monovalent heterocyclic group, and may
have a substituent. Examples of the monovalent heterocyclic
thio group include, for example, a pyridylthio group, a
pyridazinylthio group, a pyrimidinylthio group, a pyrazi-
nylthio group, and a triazinylthio group.

[0052] An amino group may have a substituent, and is
preferably an unsubstituted amino group or an amino group
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substituted by one or two substituents selected from an alkyl
group, an aryl group, and a monovalent heterocyclic group
(hereinafter, referred to as a “substituted amino group”). The
substituent may further have a substituent (hereinafter, a sub-
stituent possessed by a substituent included in a functional
group is referred to as a “secondary substituent” in some
cases).

[0053] The number of carbon atoms of the substituted
amino group is preferably 1 to 60, more preferably 2 to 48,
and still more preferably 2 to 40 without including the number
of carbon atoms of the secondary substituent. Examples of the
substituted amino group that may have a secondary substitu-
entinclude a methyl amino group, a dimethyl amino group, an
ethyl amino group, a diethyl amino group, a propyl amino
group, a dipropyl amino group, an isopropyl amino group, a
diisopropyl amino group, a butyl amino group, an isobutyl
amino group, a sec-butyl amino group, a tert-butyl amino
group, a pentyl amino group, a hexyl amino group, a heptyl
amino group, an octyl amino group, a 2-ethylhexyl amino
group, a nonyl amino group, a decyl amino group, a 3,7-
dimethyloctyl amino group, a dodecyl amino group, a cyclo-
pentyl amino group, a dicyclopentyl amino group, a cyclo-
hexyl amino group, a dicyclohexyl amino group, a
ditrifluoromethyl amino group, a phenyl amino group, a
diphenyl amino group, a C,~C, , alkoxyphenyl amino group,
abis(C,~C, , alkoxyphenyl)amino group, aC,~C, , alkylphe-
nyl amino group, a bis(C,~C, , alkylphenyl)amino group, a
1-naphthyl amino group, a 2-naphthyl amino group, a pen-
tafluorophenyl amino group, a pyridyl amino group, a
pyridazinyl amino group, a pyrimidinyl amino group, a
pyrazinyl amino group, a triazinyl amino group, a phenyl-
C,~C,, alkyl amino group, a C,~C,, alkoxyphenyl-C,~C,,
alkyl amino group, a di(C,~C |, alkoxyphenyl-C,~C, , alkyl)
amino group, a C,~C,, alkylphenyl-C,~C,, alkyl amino
group, adi(C,~C, , alkylphenyl-C,~C, , alkyl)amino group, a
1-naphthyl-C,~C,, alkyl amino group, and a 2-naphthyl-
C,~C,, alkyl amino group.

[0054] A silyl group may have a substituent, and is prefer-
ably an unsubstituted silyl group or a silyl group substituted
by 1 to 3 substituents selected from an alkyl group, an aryl
group, and a monovalent heterocyclic group (hereinafter,
referred to as a “substituted silyl group”). The substituent
may have a secondary substituent.

[0055] The number of carbon atoms of the substituted silyl
group is preferably 1 to 60, more preferably 3 to 48, and still
more preferably 3 to 40 without including the number of
carbon atoms of the secondary substituent. Examples of the
substituted silyl group that may have a secondary substituent
include a trimethylsilyl group, a triethylsilyl group, a tripro-
pylsilyl group, a tri-isopropylsilyl group, a dimethyl-isopro-
pylsilyl group, a diethyl-isopropylsilyl group, a tert-bu-
tyldimethylsilyl group, a pentyldimethylsilyl group, a
hexyldimethylsilyl group, a heptyldimethylsilyl group, an
octyldimethylsilyl group, a 2-ethylhexyl-dimethylsilyl
group, a nonyldimethylsilyl group, a decyldimethylsilyl
group, a 3,7-dimethyloctyl-dimethylsilyl group, a dode-
cyldimethylsilyl group, a phenyl~C,~C,, alkylsilyl group, a
C,~C,, alkoxyphenyl~C,~C,, alkylsilyl group, a C,~C,,
alkylphenyl-C,~C,, alkylsilyl group, a 1-naphthyl-C,~C,,
alkylsilyl group, a 2-naphthyl~C,~C,, alkylsilyl group, a
phenyl-C,~C,, alkyldimethylsilyl group, a triphenylsilyl
group, a tri-p-xylylsilyl group, a tribenzylsilyl group, a diphe-
nylmethylsilyl group, a tert-butyldiphenylsilyl group, and a
dimethylphenylsilyl group.
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[0056] An acyl group may have a substituent, and is pref-
erably an unsubstituted acyl group or an acyl group substi-
tuted by a halogen atom or the like. The number of carbon
atoms of the acyl group is preferably 2 to 20, more preferably
210 18, and still more preferably 2 to 16. Examples of the acyl
group include an acetyl group, a propionyl group, a butylyl
group, anisobutylyl group, a pivaloyl group, a benzoyl group,
a trifluoroacetyl group, and a pentafluorobenzoyl group.

[0057] An acyloxy group may have a substituent, and is
preferably an unsubstituted acyloxy group or an acyloxy
group substituted by a halogen atom or the like. The number
of carbon atoms of the acyloxy group is preferably 2 to 20,
more preferably 2 to 18, and still more preferably 2 to 16.
Examples of the acyloxy group include an acetoxy group, a
propionyloxy group, a butylyloxy group, an isobutylyloxy
group, a pivaloyloxy group, a benzoyloxy group, a trifluoro-
acetyloxy group, and a pentafluorobenzoyloxy group.

[0058] An imine residue means a residue left after remov-
ing, from an imine compound having a structure represented
by at least one of the formula: H—CR™=N—R"" or the
formula: H—N=C(R™),, one of the hydrogen atoms in the
formula. In the formula, R represents a hydrogen atom, an
alkyl group, an aryl group, an aryl alkenyl group. or an aryl
alkynyl group, and R™ represents a hydrogen atom, an alkyl
group, an aryl group, an aryl alkenyl group, or an aryl alkynyl
group. When two R*" are present, they may be same or dif-
ferent, and two R may be bound together and integrated to
form a ring as a divalent group, for example, an alkylene
group having 2 to 18 carbon atoms, such as an ethylene group,
a trimethylene group, a tetramethylene group, a pentameth-
ylene group, a hexamethylene group, or the like. Examples of
the imine compound include compounds in which a hydrogen
atom bound to aldimine, ketimine or a nitrogen atom in aldi-
mine has been substituted by an alkyl group, an aryl group, an
aryl alkenyl group, an aryl alkynyl group, and the like. The
number of carbon atoms of the imine residue is preferably 2 to
20, more preferably 2 to 18, and still more preferably 2 to 16.
Specific examples of the imine residue include groups repre-
sented by the following structural formula.

[Chemical Formula 5]
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[0059] An amide compound residue means a residue left
after removing, from an amide compound having a structure
represented by at least one of the formula: H—NR™—
COR™ or the formula: H—CO—N(R*?),, one of the hydro-
gen atoms in the formula. In the formula, R** and R* each
independently represent a hydrogen atom, an alkyl group that
may have a substituent, an aryl group that may have a sub-
stituent. The number of carbon atoms of the amide compound
residue is preferably 2 to 20, more preferably 2 to 18, and still
more preferably 2 to 16. Examples of the amide compound
residue include a formamide group, an acetamide group, a
propioamide group, a butyroamide group, a benzamide
group, a trifluoroacetamide group, a pentafluorobenzamide
group, a diformamide group, a diacetamide group, a dipro-
pioamide group, a dibutyroamide group, a dibenzamide
group, a ditrifluoroacetamide group, and a dipentafluoroben-
zamide group.

[0060] An acid imide residue means a residue left after
removing, from an acid imide having a structure represented
by the formula: R®—CO—NH—CO—R™, one of the
hydrogen atoms in the formula. In the formula, R*® and R*
each independently represent an alkyl group that may have a
substituent, an aryl group that may have a substituent, or a
ring structure which is formed by binding of R*® and R*® to
each other. The number of carbon atoms of the acid imide
residue is preferably 4 to 20, more preferably 4 to 18, and still
more preferably 4 to 16. Specific examples of the acid imide
residue include the following groups.

/N\
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[Chemical Formula 6]
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[0061] An arylene group means a group of atoms consti-
tuted by removing 2 hydrogen atoms bound to the aromatic
ring-constituting carbon atoms from an aromatic hydrocar-
bon, and include those having an independent benzene ring or
fused ring, and may have a substituent. Without including the
number of carbon atoms of a substituent, the number of
carbon atoms of the arylene group is preferably 6 to 60, more
preferably 6 to 48, still more preferably 6 to 30, and particu-
larly preferably 6 to 18. The number of carbon atoms does not
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include the number of carbon atoms of a substituent.
Examples of the arylene group include phenylene groups,
such as a 1,4-phenylene group, a 1,3-phenylene group, and a
1,2-phenylene group; naphthalenediyl groups, such asa 1,4-
naphthalenediyl group, a 1,5-naphthalenediyl group, and a
2,6-naphthalenediyl group; anthracenediy! groups, such as a
1,4-anthracenediyl group, a 1,5-anthracenediyl group, a 2,6-
anthracenediyl group, and a 9,10-anthracenediyl group;
phenanthrenediyl groups, such as a 2,7-phenanthrenediyl
group; naphthacenediyl groups, such as a 1,7-naphthacene-
diyl group, a 2,8-naphthacenediyl group, and a 5,12-naph-
thacenediyl group; fluorenediyl groups, such as a 2,7-fluo-
renediyl group, and a 3,6-fluorenediyl group; pyrenediyl
groups, such as a 1,6-pyrenediyl group, a 1,8-pyrenediyl
group, a 2,7-pyrenediyl group, and a 4,9-pyrenediyl group;
perylenediyl groups, suchas a 3,9-perylenediyl group, a3,10-
perylenediyl group. Among them, preferable are a phenylene
group that may have a substituent and a fluorenediyl group
that may have a substituent.

[0062] A divalent heterocyclic group refers to a group of
atoms left after removing two of hydrogen atoms which binds
to the carbon atom or hetero atom constituting the heterocycle
from a heterocyclic compound, and may have a substituent.
As the divalent heterocyclic group, an unsubstituted divalent
heterocyclic group or a divalent heterocyclic group substi-
tuted by an alkyl group or the like are preferable.

[0063] The number of carbon atoms of the divalent hetero-
cyclic group is preferably 4 to 60, more preferably 4 to 30, and
still more preferably 4 to 12 without including the number of
carbon atoms of the substituent. Examples of the divalent
heterocyclic group include pyridinediyl groups, such as a
2,5-pyridinediyl group, and a 2,6-pyridinediyl group;
thiophenediyl groups, such as a 2,5-thiophenediyl group;
furandiyl groups, such as a 2,5-furandiyl group; quinolinediyl
groups, such as a 2,6-quinolinediyl group; isoquinolinediyl
groups, such as a 1,4-isoquinolinediyl group, a 1,5-isoquino-
linediyl group; quinoxalinediyl groups, such as a 5,8-qui-
noxalinediyl group; 2,1,3-benzothiadiazole groups, such as a
2,1,3-benzothiadiazole-4,7-diyl group; benzothiazolediyl
groups, such as a 4,7-benzothiazolediyl group; carbazolediyl
groups, such as a 2,7-carbazolediyl group, a 3,6-carba-
zolediyl group; phenoxazinediyl groups, such as a 3,7-phe-
noxazinediyl group; phenothiazinediyl groups, such as a 3,7-
phenothiazinediyl group; dibenzosilolediyl groups, such as a
2,7-dibenzosilolediyl group. Among them, preferable are a
2,1,3-benzothiadiazole-4.7-diyl group that may have a sub-
stituent, a phenoxazinediyl group that may have a substituent,
a phenothiazinediyl group that may have a substituent. As the
divalent heterocyclic group, a divalent group of an aromatic
heterocycle is preferable.

[0064] <Polymer Compound>

[0065] The polymer compound includes a constitutional
sequence represented by the above formula (1) as a main
chain.

[0066] In the constitutional sequence represented by the
formula (1), for a case in which n=2 and plural Y’s are a
divalent group in which two hydrogen atoms are removed
from a structure represented by the formula (Y-1), plural the
structures represented by the formula (Y-1) may be the same
as or different from each other, preferably the same.

[0067] In the constitutional sequence represented by the
formula (1), for a case in which nz2 and plural Y’s are a
divalent group in which two hydrogen atoms are removed
from a structure represented by the formula (Y-1), the plural
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structures represented by the formula (Y-1) may consist of
only a structure in which all X are —CH—, may consist of
both a structure in which all X are —CH— and a structure in
which one or two of X are —N— and remaining X are
—CH=, or may consist of only a structure in which one or
two of X are —N— and remaining X are —CH—, and
preferably consists of only a structure in which all X are
—CH=—.

[0068] Further, when the hydrogen atom containedinY and
7 is substituted by R', R' is preferably a functional group
selected from a group consisting of an alkyl group, an alkoxy
group, an aryl group, an amino group, and a monovalent
heterocyclic group, or a halogen atom. More preferably, R' is
a functional group selected from a group consisting of an
alkyl group, an aryl group, and a monovalent heterocyclic
group, or a halogen atom, still more preferably an alkyl group
or an aryl group, particularly preferably an alkyl group. Fur-
ther, when there are plural R’s, they may be the same as or
different from each other, and plural R”s may bind to each
other to form a ring structure. When R' forms a ring structure,
it is preferably a ring structure having no unsaturated bond.
Examples of R' which can form such structure include an
alkyl group, an alkoxy group, an alkylthio group, an amino
group, and a silyl group.

[0069] In the constitutional sequence represented by the
formula (1), for a case in which n=2 and plural Y’s are a
divalent group in which two hydrogen atoms are removed
from a structure represented by the formula (Y-2), the plural
structures represented by the formula (Y-2) may be the same
as or different from each other, preferably the same.

[0070] In the constitutional sequence represented by the
formula (1), for a case in which n=2 and plural Y’s are a
divalent group in which two hydrogen atoms are removed
from a structure represented by the formula (Y-2), the plural
structures represented by the formula (Y-2) may consist of
only a structure in which all X are —CH—, may consist of
both a structure in which all X are —CH— and a structure in
which one or two of X are —N— and remaining X are
—CH—, or may consist of only a structure in which one or
two of X are —N— and remaining X are —CH—, preferably
consists only of a structure in which all X are —CH—.

[0071] For a case in which the hydrogen atom contained in
Y and 7 is substituted by R, a preferred scope of R'is the same
as those described above.

[0072] With regard to the constitutional sequence repre-
sented by the formula (1), each ofthe structure represented by
[—(Y),—Z-], that is present in the number of m, may be the
same as or different from each other. For example, for a case
inwhichm=4, andn=1,2, 1,2 in an order starting from theleft
structure, the constitutional sequence is represented by
[YOL 700 Y02 Y0702 oy

70— ——Y**—Y®—7"*—].Inthis regard, Y*!, Y°%, Y%,
Y%, Y® and Y°® may be the same as or different from each
otherand 7°*, 772, 7° and 7** may be the same as or different
from each other. It is similar even when m and n have a
combination of other integers.

[0073] Since the polymer compound has the constitutional
sequence represented by the formula (1), luminous life time
can be improved when it is used as a light emitting layer of an
organic EL device.

[0074] In the formula (1), R” is preferably an alkyl group,
an alkoxy group, an aryl group, an aryloxy group, an arylthio

Oct. 10, 2013

group, or a monovalent heterocyclic group, more preferably
an alkyl group or an aryl group, still more preferably an alkyl
group.

[0075] In the formula (1), m represents an integer of 4 to
10000. m is preferably an integer of 8 to 10000, more pref-
erably an integer of 30 to 10000, still more preferably an
integer of 50 to 5000. In the formula (1), plural n’s represent
an integer of 1 to 3, preferably represents the same integer.
More preferably, plural n’s are all 1 or all 2.

[0076] In the formula (1), plural Y are the same as or dif-
ferent from each other, and preferably a divalent group rep-
resented by the formula (Y-3), (Y-4), (Y-5), or (Y-6).

[0077] In the formula (Y-3), (Y-4), (Y-5) and (Y-6), R" is
preferably a hydrogen atom, an alkyl group, or an aryl group,
more preferably a hydrogen atom or an alkyl group, particu-
larly preferably a hydrogen atom.

[0078] Preferred examples of the structure of Y in the for-
mula (1) include the following groups.

[Chemical Formula 7]
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O [0079] In the constitutional sequence represented by the

formula (1), 7 represents a divalent group in which two
hydrogen atoms are removed from a structure represented by
the formula (Z-1), (Z-2), (Z-3), (Z-4), (Z-5), (Z-6), (Z-7), or
(Z-8). Plural Z’s may consist of any one group of the divalent
group in which two hydrogen atoms are removed from a
structure represented by the formula (Z-1), (Z-2), (Z-3),
(Z-4),(Z-3), (Z-6), (Z-7) and (Z-8) only, or may consist of the
plural groups, preferably. and they may consist of only any
one group only.

CH;

HiC

[0080] In the constitutional sequence represented by the

formula (1), for a case in which two or more among plural Z’s

are any one of a divalent group in which two hydrogen atoms

are removed from a structure represented by the formula

(Z-1), (Z-2), (Z-3), (Z-4), (Z-5), (Z-6), (Z-7) and (Z-8), the

Q structures represented by the formula (Z-1), (Z-2), (Z-3),
(Z-4), (Z-5), (Z-6), (Z-7) and (Z-8) may be the same as or

different from each other, preferably the same as. Fora case in

which plural among Z are any one of a divalent group in

O which two hydrogen atoms are removed from a structure
represented by the formula (Z-1), (Z-2), (Z-3), (Z-4), (Z-5),

(Z-6),(Z-7)and (Z-8), the plural structures represented by the

formula (Z-1), (Z-2), (Z-3), (Z-4), (Z-5). (Z-6), (Z-7) and

(Z-8) may consist of only a structure in which all X are

—CH—, may consist of both a structure in which all X are

—CH=—and a structure in which one or two of X are —N—

and remaining Xs are —CH—, or may consist of only a

structure in which one or two of X are —N— and remaining

X are —CH—, preferably consists only of a structure in

CH; which all X are —CH=.

[0081] Z in the formula (1) is preferably a divalent group
represented by the formula (Z-9), (Z-10), (Z-11), (Z-12),
(Z-13), (Z-14), (Z-15), (Z-16), (Z-17), (Z-18), (Z-19), or

(Z-20). Plural 7Z’s may be the same as or different from each
Q other.
O CH; [0082] Of those, 7 is preferably a divalent group repre-
HC Q sented by the formula (Z-9), (Z-11), (Z-13), (Z-15), (Z-16),
O (Z-17), or (Z-19), more preferably a divalent group repre-
sented by the formula (Z-9), (Z-11),(Z-15),(Z-16),(Z-17),0r

(Z-19), still more preferably a divalent group represented by
the formula (Z-11) or (Z-15) or (Z-17), particularly prefer-
CH, ably a divalent group represented by the formula (Z-15).

[0083] Examples of the preferred structure of Z in the for-
mula (1) include the following structures.
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[0084] Examples of a combination of Y and Z in the for-
mula (1) include a combination of a divalent group repre-
sented by the formula (Y-3) and a divalent group represented
by the formula (Z-9) (hereinafter, simply referred to as “(Y-3)
and (Z-9)”), (Y-3) and (Z-11), (Y-3) and (Z-13), (Y-3) and
(Z-15), (Y-3) and (Z-16), (Y-3) and (Z-17), (Y-3) and (Z-19),
(Y-4)and (Z-9), (Y-4) and (Z-11), (Y-4) and (Z-13), (Y-4) and
(Z-15), (Y-4) and (Z-16), (Y-4) and (Z-17), (Y-4) and (Z-19),
(Y-5)and (Z-9), (Y-5) and (Z-11), (Y-5) and (Z-13), (Y-5) and
(Z-15), (Y-5) and (Z-16), (Y-5) and (Z-17), (Y-5) and (Z-19),
(Y-6) and (Z-9), (Y-6) and (Z-11), (Y-6) and (Z-13), (Y-6) and
(Z-15), (Y-6) and (Z-16), (Y-6) and (Z-17), or (Y-6) and
(Z-19), it is preferably (Y-3) and (Z-9), (Y-3) and (Z-11),
(Y-3) and (Z-13), (Y-3) and (Z-15), (Y-3) and (Z-16), (Y-3)
and (Z-17), (Y-3) and (Z-19), (Y-4) and (Z-9), (Y-4) and
(Z-11), (Y-4) and (Z-13), (Y-4) and (Z-15), (Y-4) and (Z-16),
(Y-4)and (Z-17), (Y-4) and (Z-19), (Y-5) and (Z-9), (Y-5) and
(Z-11), (Y-5) and (Z-13), (Y-5) and (Z-15), (Y-5) and (Z-16),
(Y-5) and (Z-17), or (Y-5) and (Z-19), it is more preferably
(Y-3)and (Z-9), (Y-3) and (Z-11), (Y-3) and (Z-15), (Y-3) and
(Z-16), (Y-3) and (Z-17), (Y-3) and (Z-19), (Y-4) and (Z-9),
(Y-4) and (Z-11), (Y-4) and (Z-15), (Y-4) and (Z-16), (Y-4)
and (Z-17), (Y-4) and (Z-19), (Y-5) and (Z-9), (Y-5) and
(Z-11), (Y-5) and (Z-15), (Y-5) and (Z-16), (Y-5) and (Z-17),
or (Y-5) and (Z-19), it is still more preferably (Y-3) and
(Z-11), (Y-3) and (Z-15), (Y-3) and (Z-16), (Y-3) and (Z-17),
(Y-4) and (Z-11), (Y-4) and (Z-15), (Y-4) and (Z-16), (Y-4)
and (Z-17), (Y-5) and (Z-11), (Y-5) and (Z-13), (Y-5) and
(Z-16), or (Y-5)and (Z-17). It is particularly preferably (Y-3)
and (Z-11), (Y-3) and (Z-15), (Y-3) and (Z-17), (Y-4) and
(Z-11), (Y-4) and (Z-15), (Y-4) and (Z-17), (Y-5) and (Z-11),
(Y-5) and (Z-15), or (Y-5) and (Z-17).

[0085] Preferred Examples of the structure represented by

[—(Y),—Z—] in the constitutional sequence represented by
the formula (1) include the followings.
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[0086] in the formula, x and y represent copolymerization
ratio, and are the numbers satisfying x+y=1.

[0087] The constitutional sequence represented by the for-
mula (1) may be a structure in which total m of the structures
represented by the above formula [—(Y),—7Z—] are sequen-
tially linked to each other with one kind or combined two or
more kinds.

[0088] The polymer compound that has a constitutional
sequence represented by the formula (1) as a main chain has
apolystyrene equivalent number average molecular weight of
preferably 1x10® to 1x107, and more preferably 1x10* to
5x10°, In addition, the polymer compound has a polystyrene
equivalent weight average molecular weight of preferably
1x10* to 5x107, and more preferably 5x10* to 1x107.

[0089] Resistance to charge transfer tends to decrease and
the property of forming a film by coating tends to be improved
when the number average molecular weight and the weight
average molecular weight are higher than the lower limits
described above, and the property of forming a film by coat-
ing tends to be improved when the number average molecular
weight and the weight average molecular weight are lower
than the upper limits described above.

[0090] Hereinafter, preferred method for producing the
polymer compound according to the present embodiment is
explained in detail. The polymer compound according to the
present embodiment can be produced by a condensation poly-
merization, for example.

[0091] Examples of the condensation polymerization
include, for example, a method of polymerization by the
Suzuki reaction (Chemical Review (Chem. Rev.), vol. 95, p.
2457 (1995), a method of polymerization by the Grignard
reaction (Kyoritsu Shuppan Co., Ltd., Polymer Functional
Material Series vol. 2, Synthesis and Reaction of Polymer (2),
p. 432 to 433), or a method of polymerization by the Yama-
moto Polymerization method (Progressive polymer science
(Prog. Polym. Sci.), vol. 17, p. 1153 to 1205, 1992).

[0092] The polymer compound is preferably the one syn-
thesized by the condensation polymerization, and more pref-
erably the one synthesized by the method of polymerization
by the Suzuki reaction.

[0093] Inparticular, when a polymer compound containing
a constitutional sequence represented by the formula (1) is to
be polymerized, a method of synthesizing the constitutional
unitof [—(Y),—Z—] , as asingle unit and incorporating it to
a main chain of the polymer, and, a method of polymerizing
a polymer containing the constitutional sequence based on a
polymerization method which allows sequence control, such
as a method of polymerization by the Suzuki reaction, and or
the like can be mentioned. Of those, a method of polymeriza-
tion by the Suzuki reaction is preferable. However, as long as
it is a polymer containing a constitutional sequence, the syn-
thetic method is not limited.

[0094] Hereinafter, a method of polymerization by the
Suzuki reaction is explained.

[0095] In the polymer compound, groups represented by Y
and 7 and a constitutional sequence represented by the for-
mula (1) can be introduced by condensation polymerization
between a compound represented by the following formula
(M1) and a compound represented by the following formula
(M2) or between a compound represented by the following
formula (M3) and a compound represented by the following
formula (M4). In the polymer compound, arbitrary additional
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group which is different from the groups represented by Y and
7 may be introduced by condensation polymerization.

A-Y-A (M1)

[0096] in the formula, Y has the same meaning as defined
above, A represents a halogen atom, and two A’s may be the
same as or different to each other.

B—Z—PB (M2)

[0097] in the formula, Z has the same meaning as defined
above, B' represents a boric acid ester residue, a boric acid
residue (—B(OH),), a group represented by the following
formula (a-1), a group represented by the following formula
(a-2), a group represented by the following formula (a-3), or
a group represented by the following formula (a-4), and two
B"s may be the same as or different from each other.

[Chemical Formula 17]

(a-1)

(@]
|
—O0—S—RI
|
(6]
(a-2
—Mgx* i
Zux4 o
(a4)
—Sn(R7);3

[0098] in the formula, R represents an alkyl group, or an
aryl group, and may be substituted. X represents a halogen
atom.

A-Z-A (M3)

[0099] in the formula, Z and A has the same meaning as
defined above, and two A’s may be the same as or different
from each other.

B—Y—B' (M4)

[0100] in the formula, Y and B' have the same meaning as
defined above, and two B"’s may be the same as or different
from each other.

[0101] Examples of the halogen atom represented by A or
X4 include a chlorine atom, a bromine atom, and an iodine
atom.

[0102] Examples of the boric acid ester residue represented
by B'include the group represented by the following formula.

[Chemical Formula 18]
OCHj; OC,Hs 0

/ / /
—3B —3B — 5
\ \ \
OCH3 OC2H5 O
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[0103] In the formula (a-1), the alkyl group represented by
R7 s the same as the explanations and examples given in the
“Explanation of terminology” described above, the unsubsti-
tuted alkyl group is preferably a methyl group, an ethyl group,
a n-butyl group, the substituted alky! group is preferably a
trifluoromethyl group, a pentafluoroethyl group.

[0104] In the formula (a-1), the aryl group represented by
R is the same as the explanations and examples given in the
“Explanation of terminology” described above, and prefer-
ably a phenyl group, a 4-methylphenyl group, and a 4-n-
butylphenyl group.

[0105] Examples of the sulfonate group include a methane
sulfonate group, a trifluoromethane sulfonate group, a phenyl
sulfonate group, and a 4-methylphenyl sulfonate group.
[0106] In the formula (a-4), examples of the unsubstituted
alkyl group represented by R” include a methyl group, an
ethyl group, an n-butyl group, and examples of the substituted
alkyl group include a trifluoromethyl group, a pentafluoroet-
hyl group.

[0107] In the formula (a-1), examples of the aryl group
represented by R” include a phenyl group, a 4-methylphenyl
group, a 4-n-butylphenyl group.

[0108] Examples of the groups represented by formula
(a-4) include a trimethylstannanyl group, a triethylstannanyl
group, a tributylstannanyl group.

[0109] The compounds represented by the formula (M1),
(M2), (M3) or (M4) may be synthesized and isolated before-
hand to be used, or may be prepared in the reaction system and
used directly.

[0110] Binthe formula(M2)and (M4)is preferably a boric
acid ester residue or boric acid residue in terms of conve-
nience of synthesis and ease of handling of the compound
represented by the formula (M2) and (M4).

[0111] Examples of the method of condensation polymer-
ization include a method of reacting a compound represented
by the formula (M1), (M2), (M3) or (M4), using an appropri-
ate catalyst and an appropriate base.

[0112] Such catalysts include a catalyst consisting of a
transition metal complex such as palladium complexes like
palladium [tetrakis(triphenylphosphine)], [tris(dibenzylide-
neacetone)]dipalladium, palladium acetate or the like, nickel
complexes like nickel [tetrakis(triphenylphosphine)], [1,3-
bis(diphenylphosphino)propane]dichloronickel, [bis(1,4-cy-
clooctadiene)|nickel, or the like, and, as necessary, a further
ligand such as triphenylphosphine, tri(tert-butylphosphine),
tricyclohexylphosphine, diphenylphosphinopropane, bipy-
ridyl. The catalyst may be synthesized beforehand to be used,
or may be prepared in the reaction system and used directly.
These catalysts may be used either alone or in combinations
of two or more.

[0113] When the aforementioned catalyst is used, the
amount of metal atom in the catalyst is preferably 0.00001 to
3 mol equivalents, more preferably 0.00005 to 0.5 mol
equivalents, still more preferably 0.0001 to 0.2 mol equiva-
lents, and particularly preferably 0.0001 to 0.01 mol equiva-
lents with respect to the total number of moles of the com-
pound represented by the formula (M1), (M2), (M3) or (M4).
[0114] Examples of the bases include inorganic bases such
as sodium carbonate, potassium carbonate, cesium carbonate,
potassium fluoride, cesium fluoride or tripotassium phos-
phate, or organic bases such as tetrabutylammonium fluoride,
tetrabutylammonium chloride, tetrabutylammonium bro-
mide or tetrabutylammonium hydroxide. These bases may be
used either alone or in combinations of two or more.
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[0115] When the base is used, the amount of use is prefer-
ably 0.5 to 20 mol equivalents and mote preferably 1 to 10
mol equivalents with respect to the total number of moles of
the compound represented by the formula (M1), (M2), (M3)
or (M4).

[0116] The condensation polymerization is usually con-
ducted in the presence of a solvent such as an organic solvent.

[0117] The organic solvent may vary depending on the type
of compound represented by the formula (M1), (M2), (M3) or
(M4) and on the reaction, and is, forexample, toluene, xylene,
mesitylene, tetrahydrofuran, 1,4-dioxane, dimethoxyethane,
N,N-dimethylacetamide or N,N-dimethyl formamide. In
order to inhibit secondary reactions, such solvents are pref-
erably subjected to deoxidizing treatment in advance. These
organic solvents may be used either alone or in combinations
of two or more.

[0118] The amount of organic solvent used is such that the
total concentration of the compound represented by the for-
mula (M1), (M2), (M3) or (M4) is usually 0.1 to 90% by
mass, preferably 1 to 50% by mass, and more preferably 2 to
30% by mass.

[0119] The reaction temperature for the condensation poly-
merization is preferably =100 to 200° C., more preferably
-80 to 150° C. and still more preferably 0 to 120° C.

[0120] The reaction time may vary depending on the con-
ditions such as the reaction temperature, but it will usually be
at least 1 hour, and is preferably 2 to 500 hours.

[0121] Inthe polymer compound, when mole numbers of Y,
7., and the arbitrary additional group M in the polymer com-
pound are Ny, N, and N, , respectively, Ny, N and N, pref-
erably satisfy the following equation (2-0), more preferably
satisfy the following equation (2), still more preferably sat-
isty the following equation (2-1).

20=Nyx 100/(Np+NL+N, )< 75 (2-0)
30Ny x 100/(N+NLN, )< T3 %)
40N < LO0/(N+ NN, )<T5 2-1)
[0122] Inthis regard, itis preferable that the polymer com-

pound is a copolymer consisting of a constitutional sequence
represented by the formula (1) only. When the main chain of
the polymer compound is consisting of a constitutional
sequence represented by the formula (1) only, there is a ten-
dency that luminous life time is even further improved.

[0123] Post-treatment after condensation polymerization
may be carried out by a known method, such as adding the
reaction solution obtained by condensation polymerization to
a lower alcohol such as methanol and filtering and drying the
deposited precipitate.

[0124] The polymer compound is obtained as described
above may be mixed with, for example, a light emitting mate-
rial described below by a known method to prepare a com-
position.

[0125] When the polymer compound is polymerized by the
Suzuki reaction, it is preferable that the monomer type and
monomer ratio of the monomers used are appropriately
selected.

[0126] For example, when dibromide (50 mol %) of Y and
diboric acid compound (50 mol %) of Z are prepared as a
monomer and synthesized by the Suzuki reaction, an alter-
nating copolymer of Y and Z is yielded, and therefore a
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polymer consisting only of the following constitutional
sequence represented by the formula (1) can be polymerized.

[—Y—2—]. (1

[0127] Further, for a polymer which is obtained by prepar-
ing dibromide of Y, diboric acid compound of Z, and mono-
mer as a third component (referred to as J) and polymerizing
them by the Suzuki reaction with molar ratio of 37.5 mol
%:50 mol %:12.5 mol % for the dibromide ofY, diboric acid
compound of Z, and dibromide of J, there is a possibility that
the polymer compound in which m is less than 4 like the
following formula (I-1) is yielded:
Y72 N7 Y7 I —

Y—ZJZ... (1-1)
[0128] Meanwhile, when the dibromide of Y is greater than
37.5 mol % and the dibromide of ] is smaller than 12.5 mol %,
the polymerization proceeds to yield only a polymer com-
pound having a constitutional sequence with m of 4 or more.
For example, even for a case in which the dibromide of'Y, the
diboric acid compound of Z, and the dibromide of J are
polymerized by the Suzuki reaction with molar ratio of 45
mol %:50 mol %:5 mol %, the polymer compound having the
constitutional sequence represented by the formula (1) as a
main chain can be produced.
[0129] According to the present embodiment, when a
monomer other than the dibromide of Y and the diboric acid
compound of 7 is used for polymerization of the polymer
compound, it is preferable to select each monomer type and
monomer ratio such that the polymer containing the consti-
tutional sequence represented by the formula (1) is necessar-
ily yielded.
[0130] As described above, for a case in which the dibro-
mide of J as a third component is present in addition to the
dibromide of Y and the diboric acid compound of 7, and when
the dibromide of Y, the diboric acid compound of Z, and the
dibromide of J are used at ratio of 50-t (mol %):50 (mol %):t
(mol %), preferred range of t is 0<t<12.5, more preferably
0<t<10, and still more preferably O<t<5. Herein, t is a number
which is larger than 0 but less than 50.
[0131] When the polymer compound of the present
embodiment containing the constitutional sequence is syn-
thesized by use of the Suzuki reaction, by obtaining in
advance the average of constitutional sequence yielded by the
ratios of polymerized monomers according to the method
described in the following “Polymerization simulation”, it is
possible to determine whether or not the polymer compound
contains the constitutional sequence.
[0132] [Polymerization Simulation]
[0133] Polymerization simulation was performed by estab-
lishing a program having functions described below.
[0134] Thenumberofeachofk (kisanintegerof 1 or more)
types of the monomer units [hereinafter, referred to as “mono-
mer unit A group” having two leaving group A (for example,
a boric acid ester residue) is defined as:
[0135] M,,...,M,(M,,...,M, areanintegerof 1 or more),
and the number of each of v (v is aninteger of 1 or more) types
of the monomer units [hereinafter, referred to as “monomer
unit B group”] having two leaving group B (for example, a
bromine atom) is defined as:
[0136] N,,...,N,(N,,...,N areanintegerofl ormore).
[0137] Then, a program which repeats the following two
steps (“Step 17 and “Step 2”) until the ratio (NZ/N,) of the
number of unreacted leaving group (N) to the number of
leaving group present at initial stage (N,) decreases to a
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specific value (hereinafter, referred to as “R value™) is estab-
lished. Herein, the number of unreacted leaving group indi-
cates the total number of leaving groups which remain after
performing the following two steps (“Step 1” and “Step 27).
[0138] [Step 1]

[0139] Step for selecting one monomer unit from the mono-
mer unit A group and one monomer unit from the monomer
unit B group based on two random numbers.

[0140] [Step 2]

[0141] Step for registering a bond between two monomer
units which have been selected from Step 1 and reducing one
at a time the number of leaving group in the selected mono-
mer units.

[0142] Regarding an occurrence of random numbers by a
calculator, the program described in Hiroshi Haramoto,
Makoto Matsumoto, INFORMS Journal on Computing Vol.
20, No. 3, Summer 2008, pp. 385-390) was used.

[0143] [Calculation of Average Sequence Length]

[0144] The average sequence length was calculated as
described below.

[0145] First, one monomer unit is selected from each ofthe
monomer unit A group and the monomer unit B group, the
same identification symbol P is given to them, and then “Poly-
merization simulation” was performed. Sequence of the poly-
mer obtained by polymerization was scanned and number of
P (hereinafter, referred to as “P sequence length”) constitut-
ing the sequence (hereinafter, referred as “P sequence”™) of the
monomer unit identified as symbol P was recorded. A case in
which the monomer unit identified as symbol P is present
without forming a sequence (i.e., P is present as a unreacted
monomer) and a case in which all the monomer units bound to
P are not P are excluded. In other words, a case in which no P
sequence is present is excluded. Further, the number obtained
by dividing the total P constituting the P sequence (i.e., total
of the P sequence length) by the number of P sequence is
taken as the average sequence length. The “Polymerization
simulation” was independently performed five times for one
polymerization condition, and the average sequence length
obtained from five runs was averaged to obtain a desired
average sequence length.

[0146] Specific conditions for calculation are based on the
following settings.

[0147] (S1) Condition of Polymerization Simulation (Gen-
eral)
[0148] With k=1, v=2, R value=0.003, and, M,=5000, the

first type of the monomer unit was given with the identifica-
tion symbol P for both the monomer unit A group and the
monomer unit B group.

[0149] (S2)Individual Condition for Polymerization Simu-
lation

Polymerization condition 1: N;=500, N,=4500
Polymerization condition 2: N,=1000, N,=4000
Polymerization condition 3: N,=1500, N,=3500
Polymerization condition 4: N,=2000, N,=3000
Polymerization condition 5: N,=2500, N,=2500
Polymerization condition 6: N;=3000, N,=2000
Polymerization condition 7: N;=3500, N,=1500
Polymerization condition 8: N;=4000, N,=1000
Polymerization condition 9: N,=4500, N,=500

[0150] The average sequence lengths obtained by calcula-
tion are as follows.

Polymerization condition 1: average sequence length=3.2
Polymerization condition 2: average sequence length=3.5
Polymerization condition 3: average sequence length=3.8
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Polymerization condition 4: average sequence length=4.3
Polymerization condition 5: average sequence length=5.0
Polymerization condition 6: average sequence length=5.9
Polymerization condition 7: average sequence length=7.6
Polymerization condition 8: average sequence length=10.7
Polymerization condition 9: average sequence length=19.8
[0151] Herein, when M, and N; each corresponds to Z and
(Y), of the formula (1), in the polymer according to afore-
mentioned polymerization condition, the average value (m')
corresponding to m of the formula (1) is as follows.
Polymerization condition 1: m'=1.6

Polymerization condition 2: m'=1.75

Polymerization condition 3: m'=1.9

Polymerization condition 4: m'=2.15

Polymerization condition 5: m'=2.5

Polymerization condition 6: m'=2.95

Polymerization condition 7: m'=3.8

Polymerization condition 8: m'=5.35

Polymerization condition 9: m'=9.9

[0152] With regard to m' as obtained above, it is preferable
that m'=3.0, it is more preferable that m'=3.8, it is still more
preferable that m'=5.35, itis particularly preferable that m'=9.
9.

[0153] Meanwhile, to see whether or not the polymer com-
pound synthesized based on the description of “Polymeriza-
tion simulation” satisfies the above formula (1), nuclear mag-
netic resonance (NMR) spectroscopy can be used, for
example.

[0154] <Light Emitting Material>

[0155] Although the polymer compound according to the
present embodiment can form a light emitting layer by itself,
it is preferably mixed with a common light emitting material
to form a light emitting layer, because an organic electrolu-
minescence device having high durability can be obtained. As
such light emitting material, low molecular weight fluores-
cent materials, high molecular weight fluorescent materials
or triplet light emitting materials that are described in
“Organic EL Display device” (Shizuo Tokito, Chihaya Ada-
chi, and Hideyuki Murata, The 1st Edition, 1st Issue issued on
Aug. 20,2004, Ohmsha Ltd.) pp. 17 to 48,8310 99, or 101 to
120 can be preferably used. Examples of the low molecular
weight fluorescent material (low molecular weight fluores-
cent substances) include perylene or a derivative thereof,
pigments such as polymethine based, xanthene based, cou-
marin based or cyanine based, a metal complex of 8-hydrox-
yquinoline, or a metal complex of a derivative of 8-hydrox-
yquinoline, aromatic amine, tetraphenylcyclopentadiene or a
derivative thereof, and tetraphenyl butadiene or a derivative
thereof. More specifically, those described in Japanese Patent
Application Laid-Open Publication No. 57-51781 or Japa-
nese Patent Application Laid-Open Publication No.
59-194393 can be used. Additional examples of the light
emitting material include polyfluorene, a copolymer of fluo-
rene derivatives, polyarylene, a copolymer of arylene deriva-
tives, polyarylene vinylene, a copolymer of arylene vinylene
derivatives, an aromatic amine, and a (co) polymer of deriva-
tives thereof that are described in International Publication
No. 99/13692 pamphlet, International Publication No.
99/48160 pamphlet, German Patent Application Laid-Open
Publication No. 2340304, International Publication No.
00/53656 pamphlet, International Publication No. 01/19834
pamphlet, International Publication No. 00/55927 pamphlet,
German Patent Application Laid-Open Publication No.
2348316, International Publication No. 00/46321 pamphlet,
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International Publication No. 00/06665 pamphlet, Interna-
tional Publication No. 99/54943 pamphlet, International Pub-
lication No. 99/54385 pamphlet, U.S. Pat. No. 5,777,070,
International Publication No. 98/06773 pamphlet, Interna-
tional Publication No. 97/05184 pamphlet, International Pub-
lication No. 00/35987 pamphlet, International Publication
No. 00/53655 pamphlet, International Publication No.
01/34722 pamphlet, International Publication No. 99/24526
pamphlet, International Publication No. 00/22027 pamphlet,
International Publication No. 00/22026 pamphlet, Interna-
tional Publication No. 98/27136 pamphlet, U.S. Pat. No.
5,736.36, International Publication No. 98/21262 pamphlet,
U.S. Pat. No. 5,741,921, International Publication No.
97/09394 pamphlet, International Publication No. 96/29356
pamphlet, International Publication No. 96/10617 pamphlet,
European Patent Application Laid-Open Publication No.
0707020, International Publication No. 95/07955 pamphlet,
Japanese Patent Application Laid-Open Publication No.
2001-181618, Japanese Patent Application Laid-Open Pub-
lication No. 2001-123156, Japanese Patent Application Laid-
Open Publication No. 2001-3045, Japanese Patent Applica-
tion Laid-Open Publication No. 2000-351967, Japanese
Patent Application Laid-Open Publication No. 2000-303066,
Japanese Patent Application Laid-Open Publication No.
2000-299189, Japanese Patent Application Laid-Open Pub-
lication No. 2000-252065, Japanese Patent Application Laid-
Open Publication No. 2000-136379, Japanese Patent Appli-
cation Laid-Open Publication No. 2000-104057, Japanese
Patent Application Laid-Open Publication No. 2000-80167,
Japanese Patent Application Laid-Open Publication No.
10-324870, Japanese Patent Application Laid-Open Publica-
tion No. 10-114891, Japanese Patent Application Laid-Open
Publication No. 9-111233, or Japanese Patent Application
Laid-Open Publication No. 9-45478. The polymer compound
which is a light emitting material and includes a constitu-
tional sequence represented by the formula (1) as a main
chain is categorized into the polymer compound described
above.

[0156] The content ratio of the light emitting material is
preferably 3 to 30 parts by mass, more preferably 3 to 20 parts
by mass, especially preferably 3 to 10 parts by mass based on
100 parts by mass of the polymer compound according to the
present embodiment from the viewpoint of the good lumi-
nous efficiency.

[0157] The polymer compound according to the present
embodiment may be prepared as a composition with at least
one material selected from the group consisting of hole trans-
port materials and electron transport materials, and it can be
used as a light emitting layer and/or a charge transport layer.
The hole transport material and the electron transport mate-
rial principally play a role of adjusting a charge (holes and
charges) balance.

[0158] Examples of the hole transport material include
polyvinylcarbazole and derivatives thereof, polysilane and
derivatives thereof, polysiloxane derivatives having an aro-
matic amine in a side chain or a main chain, pyrazoline
derivatives, arylamine derivatives, stilbene derivatives, triph-
enyldiamine derivatives, polyaniline and derivatives thereof,
polythiophene and derivatives thereof, polypyrrole and
derivatives thereof, poly(p-phenylenevinylene) and deriva-
tives thereof, poly(2,5-thienylenevinylene) and derivatives
thereof. Further examples include those hole transport mate-
rials described in Japanese Patent Application Laid-Open
Publication No. 63-70257, Japanese Patent Application Laid-
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Open Publication No. 63-175860, Japanese Patent Applica-
tion Laid-Open Publication No. 2-135359, Japanese Patent
Application Laid-Open Publication No. 2-135361, Japanese
Patent Application Laid-Open Publication No. 2-209988,
Japanese Patent Application Laid-Open Publication No.
3-37992, and Japanese Patent Application Laid-Open Publi-
cation No. 3-152184.

[0159] The content ratio of the hole transport material is,
when it is used as a light emitting layer, preferably 3 to 30
parts by mass, more preferably 3 to 20 parts by mass, espe-
cially preferably 3 to 10 parts by mass based on 100 parts by
mass of the polymer compound according to the present
embodiment from the viewpoint of the good charge balance.
[0160] The content ratio of the hole transport material is,
when it is used as a hole transfer layer, preferably 3 to 95 parts
by mass, more preferably 3 to 90 parts by mass, especially
preferably 5 to 80 parts by mass based on 100 parts by mass
of the polymer compound according to the present embodi-
ment from the viewpoint of the good charge balance.

[0161] Examples of the electron transport material include
oxadiazole derivatives, anthraquinodimethane and deriva-
tives thereof, benzoquinone and derivatives thereof, naphtho-
quinone and derivatives thereof, anthraquinone and deriva-
tives thereof, teteracyanoanthraquinonodimethane and
derivatives thereof, fluorenone derivatives, diphenyldicyano-
ethylene and derivatives thereof, diphenoquinone derivatives,
metal complexes of 8-hydroxyquinoline and derivatives
thereof, polyquinoline and derivatives thereof, polyquinoxa-
line and derivatives thereof, polyfluorene and derivatives
thereof. Further examples include those electron transport
materials described in 63-70257, Japanese Patent Application
Laid-Open Publication No. 63-175860, Japanese Patent
Application Laid-Open Publication No. 2-135359, Japanese
Patent Application Laid-Open Publication No. 2-135361,
Japanese Patent Application Laid-Open Publication No.
2-209988, Japanese Patent Application Laid-Open Publica-
tion No. 3-37992, and Japanese Patent Application Laid-
Open Publication No. 3-152184.

[0162] Thecontentratio of the electron transport material is
preferably 5 to 50 parts by mass, more preferably 5 to 30 parts
by mass, especially preferably 5 to 20 parts by mass based on
100 parts by mass of the polymer compound according to the
present embodiment from the viewpoint of obtaining the
good charge balance.

[0163] Thecontent ratio ofthe electron transport material is
preferably 3 to 95 parts by mass, more preferably 3 to 90 parts
by mass, especially preferably 5 to 80 parts by mass based on
100 parts by mass of the polymer compound according to the
present embodiment from the viewpoint of obtaining good
charge balance.

[0164] The polymer composition according to the present
embodiment can be used with an organic solvent to form a
solution or a dispersion liquid (hereinafter, referred to simply
as a “solution”). By making it form a solution, a film can be
formed by a coating method. This solution is generally called
an ink composition, a liquid composition or the like. The
solution may also contain the hole transport material and/or
the electron transport material described above.

[0165] Examples of the organic solvent include chlorine
based solvents, such as chloroform, methylene chloride, 1,2-
dichloroethane, 1,1,2-trichloroethane, chlorobenzene, and
o-dichlorobenzene, ether based solvents, such as tetrahydro-
furan and dioxane, aromatic hydrocarbon based solvents,
such as toluene, xylene, trimethylbenzene, and mesitylene,

Oct. 10, 2013

aliphatic hydrocarbon based solvents, such as cyclohexane,
methylcyclohexane, n-pentane, n-hexane, n-heptane, n-oc-
tane, n-nonane, and n-decane, ketone based solvents, such as
acetone, methyl ethyl ketone, and cyclohexanone, ester based
solvents, such as ethyl acetate, butyl acetate, methy! ben-
zoate, and ethy] cellosolve acetate, polyols such as ethylene
glycol, ethylene glycol monobutyl ether, ethylene glycol
monoethyl ether, ethylene glycol monomethyl -ether,
dimethoxyethane, propylene glycol, diethoxymethane, tri-
ethylene glycol monoethyl ether, glycerin, and 1,2-hex-
anediol or derivatives thereof, alcoholic solvents, such as
methanol, ethanol, propanol, isopropanol, and cyclohexanol,
sulfoxide based solvents, such as dimethylsulfoxide, and
amide based solvents, such as N-methyl-2-pyrolidone, and
N,N-dimethyl formamide. These solvents may be used either
singly or in combination of two or more kinds. Among these
solvents, it is preferable to include organic solvents having a
structure including a benzene ring, and having a melting point
of 0° C. or lower and boiling point of 100° C. or higher,
because the solution has an appropriate viscosity and, as a
result, there is a tendency that film-forming property gets
better.

[0166] Content ratio of the organic solvent is preferably 10
to 1000 parts by mass, more preferably 20 to 500 parts by
mass, especially preferably 30 to 100 parts by mass based on
1 part by mass of the polymer compound according to the
present embodiment from the viewpoint of obtaining good
film-forming property.

[0167] For a case in which the polymer compound accord-
ing to the present embodiment contains an organic solvent, it
is only necessary to remove the organic solvent by drying
after applying the solution for laminating/forming a film
made of the polymer compound, which is very advantageous
in manufacture. Further, for drying, the light emitting mate-
rial may be dried with heating to about 50 to 150° C. or dried
under a reduced pressure of about 10~ Pa,

[0168] Forlamination and film formation, there can be used
coating methods such as a spin coating method, a casting
method, a micro-gravure coating method, a gravure coating
method, a bar coating method, a roll coating method, a wire
bar coating method, a dip coating method, a slit coating
method, a capillary coating method, a spray coating method,
a screen printing method, a flexographic printing method, an
offset printing method, an inkjet printing method, and a
nozzle coating method.

[0169] If the polymer compound according to the present
embodiment includes an organic solvent, viscosity of the
solution is preferably in a range of 0.5 to 500 mPas at 25° C.,
although it may vary depending on the printing method. Fur-
ther, viscosity is preferably in arange of 0.5to 20 mPa-s at 25°
C. for preventing clogging and deflection during jetting in the
case of a printing method in which a solution passes through
a jetting apparatus, such as an inkjet printing method or the
like.

[0170] [Film]

[0171] The aforementioned polymer compound forms a
film as an organic layer. Such film can be easily produced
from the above-mentioned solution by the method described
above. Such film contains the polymer compound, and there-
fore is suitable as a light emitting layer and/or a charge trans-
port layer of an organic EL device, and an organic EL device
having the film as a light emitting layer and/or a charge
transport layer has an improved luminous life time.
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[0172] [Organic EL Device]

[0173] The organic EL device includes a pair of electrodes
consisting of an anode and a cathode and an organic layer
provided between the pair of electrodes. Here, the organic
layer functions as a light emitting layer and/or a charge trans-
port layer. The organic EL device preferably has a light emit-
ting layer and/or a charge transport layer consisting of the film
described above.

[0174] Constitutions of the organic EL device include the
following constitutions a) to d).

a) anode/light emitting layer/cathode

b) anode/hole transport layer/light emitting layer/cathode

¢) anode/light emitting layer/electron transport layer/cathode
d) anode/hole transport layer/light emitting layer/electron
transport layer/cathode

[0175] Here,/ means that the layers are laminated adjacent
to one another. The same applies hereinafter.

[0176] The light emitting layer is a layer having a function
of emitting light, the hole transport layer is a layer having a
function of transporting holes, and the electron transport layer
is a layer having a function of transporting electrons. The hole
transport layer and the electron transport layer are collec-
tively called a charge transport layer.

[0177] Lamination/film formation of the layers can be car-
ried out from a solution. For lamination/film formation from
a solution, there can be used coating methods such as a spin
coating method, a casting method, a micro-gravure coating
method, a gravure coating method, a bar coating method, a
roll coating method, a wire bar coating method, a dip coating
method, a slit coating method, a capillary coating method, a
spray coating method, a screen printing method, a flexo-
graphic printing method, an offset printing method, an inkjet
printing method, and a nozzle coating method.

[0178] Film thickness of the light emitting layer may be
selected so that the driving voltage and light emitting effi-
ciency become appropriate values, but is usually 1 nm to 1
wm, preferably 2 nm to 500 nm, and still more preferably 5 nm
to 200 nm.

[0179] Ifthe organic EL device has a hole transport layer,
examples of the hole transport material used include the same
materials as those described above. Film formation of the
hole transport layer may be carried out by any method, but if
the hole transport material is a small molecule compound, it is
preferable to form a film from a mixed solution with a poly-
mer binder. If the hole transport material is a polymer com-
pound, it is preferable to form a film from a solution. For film
formation from a solution, a method provided as an example
of a coating method may be used.

[0180] The polymer binder to be mixed is preferably a
compound that does not extremely hinder charge transporta-
tion, and has no strong absorption of visible light. Examples
of the polymer binder include polycarbonate, polyacrylate,
polymethyl acrylate, polymethyl methacrylate, polystyrene,
polyvinyl chloride, and polysiloxane.

[0181] Film thickness of the hole transport layer may be
selected so that the driving voltage and light emitting effi-
ciency become appropriate values, but at least the thickness
such that pinholes do not form is necessary, and exceeding
thickness is not preferable because it brings down high driv-
ing voltage of the device. Thus, film thickness of the hole
transport layer is usvally 1 nm to 1 um, preferably 2 nm to 500
nm, and still more preferably 5 nm to 200 nm.

[0182] If the organic EL device has an electron transport
layer, examples of the electron transport material used
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include the same materials as those described above. Film
formation of the electron transport layer may be carried out by
any method, but if the electron transport material is a small
molecule compound, a vacuum deposition method from a
powder, and a method by film formation from a solution or a
molten state are preferable. If the electron transport material
is a polymer compound, a method by film formation from a
solution or a molten state is preferable. For film formation
from a solution or a molten state, a polymer binder may be
used in combination. For film formation from a solution, a
method provided as an example of a coating method may be
used.

[0183] The polymer binder to be mixed is preferably a
compound that does not extremely hinder charge transporta-
tion, and has no strong absorption of visible light. Examples
of the polymer binder include poly(N-vinylcarbazole), polya-
niline and derivatives thereof, polythiophene and derivatives
thereof, poly(p-phenylenevinylene) and derivatives thereof,
poly(2,5-thienylenevinylene) and derivatives thereof, poly-
carbonate, polyacrylate, polymethyl acrylate, polymethyl
methacrylate, polystyrene, polyvinyl chloride, and polysilox-
ane.

[0184] Film thickness of the electron transport layer may be
selected so that the driving voltage and light emitting effi-
ciency become appropriate values, but at least the thickness
such that pinholes do not form is necessary, and exceeding
thickness is not preferable because it brings down high driv-
ing voltage of the device. Thus, film thickness of the electron
transport layer is usually 1 nm to 1 um., preferably 2 nm to 500
nm, and still more preferably 5 nm to 200 nm.

[0185] Inaddition, among charge transport layers provided
adjacent to the electrode, a layer having a function of improv-
ing efficiency of charge injection from the electrode and
having an effect of lowering the driving voltage of the device
may be particularly called a charge injection layer (hole injec-
tion layer, electron injection layer) in some cases. Moreover,
the charge injection layer or an insulating layer may be pro-
vided adjacent to the electrode for improvement of adhesive
properties with the electrode and improvement of injection of
charges from the electrode, or a thin buffer layer may be
inserted into an interface of the charge transport layer or the
light emitting layer for improvement of adhesive properties of
the interface, prevention of mixing and the like. Further, the
order and the number of layers to be laminated and thickness
of each layer may be selected as appropriate in consideration
of the light emitting efficiency and device life.

[0186] The organic EL. devices provided with a charge
injection layer include those having the following constitu-
tions e) to p).

e) anode/charge injection layer/light emitting layer/cathode
f) anode/light emitting layer/charge injection layer/cathode

2) anode/charge injection layer/light emitting layer/charge
injection layer/cathode

h) anode/charge injection layer/hole transport layer/light
emitting layer/cathode

i) anode/hole transport layer/light emitting layer/charge
injection layer/cathode

j) anode/charge injection layer/hole transport layer/light
emitting layer/charge injection layer/cathode

k) anode/charge injection layer/light emitting layer/charge
transport layer/cathode

1) anodeflight emitting layer/electron transport layer/charge
injection layer/cathode
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m) anode/charge injection layer/light emitting layer/electron
transport layer/charge injection layer/cathode

n) anode/charge injection layer/hole transport layer/light
emitting layer/charge transport layer/cathode

0) anode/hole transport layer/light emitting layer/electron
transport layer/charge injection layer/cathode

p) anode/charge injection layer/hole transport layer/light
emitting layer/electron transport layet/charge injection layer/
cathode.

[0187] Examples of the charge injection layer include a
layer including a conducting polymer, a layer provided
between the anode and the hole transport layer and including
a material having an ionization potential of a medium value
between ionization potentials of an anode material and a hole
transport material included in the hole transport layer, and a
layer provided between the cathode and the electron transport
layer and including a material having an electron affinity ofa
medium value between electron affinities of a cathode mate-
rial and an electron transport material included in the electron
transport layer.

[0188] If the charge injection layer is a layer including a
conducting polymer, the electric conductivity of the conduct-
ing polymer is preferably 107> S/cm to 10® S/cm, and is more
preferably 107> S/em to 10* S/cm, and still more preferably
107 S/cm to 10" S/cm for reducing a leak current between
light emitting pixels. For satisfying such a range, the conduct-
ing polymer may be doped with an appropriate amount of
ions.

[0189] The types of ions to be doped are an anion for the
hole injection layer and a cation for the electron injection
layer. Examples of the anion include a polystyrenesulfonic
acid ion, an alkylbenzenesulfonic acid ion, and a camphor-
sulfonic acid ion, and examples of the cation include a lithium
ion, a sodium ion, a potassium ion, and a tetrabutyl ammo-
nium ion.

[0190] Film thickness of the charge injection layer is, for
example, 1 to 100 nm, preferably 2 to 50 nm.

[0191] Thematerial to be used for the charge injection layer
may be appropriately selected in relation to the electrode and
a material of an adjacent layer, and examples include polya-
niline and derivatives thereof, polythiophene and derivatives
thereof, polypyrrole and derivatives thereof, polyphenyle-
nevinylene and derivatives thereof, polythienylenevinylene
and derivatives thereof, polyquinoline and derivatives
thereof, polyquinoxaline and derivatives thereof, conducting
polymers such as polymers having an aromatic amine struc-
ture in the main chain or side chain, metal phthalocyanines
(e.g., copper phthalocyanine), and carbon.

[0192] The insulating has a function of facilitating charge
injection. Average thickness of the insulating layer is usually
0.1 to 20 nm, preferably 0.5 to 10 nm, more preferably 1 to 5
nm.

[0193] Examples of a material used for the insulating layer
include metal fluorides, metal oxides, and organic insulating
materials.

[0194] Examples ofthe organic EL device provided with an
insulating layer include those having the following constitu-
tions q) to ab).

q) anode/insulating layer/light emitting layer/cathode

r) anode/light emitting layer/insulating layer/cathode

s) anode/insulating layer/light emitting layer/insulating
layer/cathode

t) anodefinsulating layer/hole transport layer/light emitting
layer/cathode
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u) anode/hole transport layer/light emitting layer/insulating
layer/cathode

v) anode/insulating layer/hole transport layer/light emitting
layer/insulating layer/cathode

w) anode/insulating layer/light emitting layer/electron trans-
port layer/cathode

x) anode/light emitting layer/electron transport layer/insulat-
ing layer/cathode

y) anode/insulating layer/light emitting layer/electron trans-
port layer/insulating layer/cathode

7) anode/insulating layer/hole transport layer/light emitting
layer/electron transport layer/cathode

aa) anode/hole transport layer/light emitting layer/electron
transport layer/insulating layer/cathode

ab) anode/insulating layer/hole transport layer/light emitting
layer/electron transport layer/insulating layer/cathode
[0195] The substrate to form the organic EL device may be
any substrate as long as it does not chemically decompose
when an electrode and a layer of an organic substance are
formed, and examples thereof include substrates of glass,
plastic, polymer films, and silicon. In the case of a nontrans-
parent substrate, an electrode closer to the substrate and an
opposite electrode are preferably transparent or semitranspar-
ent.

[0196] In the present embodiment, usually at least one of
electrodes including an anode and a cathode is transparent or
semitransparent, and preferably the electrode at the anode
side 1s transparent or semitransparent.

[0197] As a material of the anode, an conducting metal
oxide film, a semitransparent metal film or the like is used,
and specifically a film prepared using a conducting inorganic
compound including indium oxide, zinc oxide, tin oxide, and
indium/tin/oxide (ITO), indium/zinc/oxide and the like that
are a complex thereof, NESA, gold, platinum, silver, copper
or the like is used. Also, an organic transparent conducting
film of polyaniline and a derivative thereof, polythiophene
and a derivative thereof, or the like may be used as an anode.
Also, a layer made of a phthalocyanine derivative, a conduct-
ing polymer, carbon or the like, or a layer made of a metal
oxide, a metal fluoride, an organic insulating material or the
like may be provided on the anode for facilitating charge
injection.

[0198] Examples of a method for preparing an anode
include a vacuum deposition method, a sputtering method, an
ion plating method, and a plating method.

[0199] Film thickness of the anode may be selected as
appropriate in consideration of light transmittance and elec-
tric conductivity, but is usually 10 nm to 10 um, preferably 20
nm to 1 wm, and still more preferably 40 nm to 500 nm.
[0200] As a material of the cathode, a material having a
small work function is preferable, and ametal such as lithium,
sodium, potassium, rubidium, cesium, beryllium, magne-
sium, calcium, strontium, barium, aluminum, scandium,
vanadium, zinc, yttrium, indium, cerium, samarium,
europium, terbium, ytterbium or the like, an alloy of two or
more of these metals, an alloy of one or more of these metals
with one or more of gold, silver, platinum, copper, manga-
nese, titanium, cobalt, nickel, tungsten and tin, or graphite, a
graphite intercalation compound or the like is used.

[0201] As a method for preparing a cathode, a vacuum
deposition method, a sputtering method, and a lamination
method by thermocompression of a metal film, or the like is
used.
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[0202] Film thickness of the cathode may be selected as
appropriate in consideration of electric conductivity and
durability, but is usually 10 nm to 10 um, preferably 20 nm to
1 pm, and still more preferably 50 nm to 500 nm.

[0203] Also, a layer made of a conducting polymer or a
layer made of a metal oxide, a metal fluoride, an organic
insulating material or the like may be provided between the
cathode and the light emitting layer or the cathode and the
electron transport layer, or a protective layer for protecting
the organic EL, device may be mounted after preparation of
the cathode. For using the organic EL device with stability for
alongtime period, a protective layer and/or a protective cover
are preferably mounted for protecting the organic EL device
from outside.

[0204] As the protective layer, a resin, a metal oxide, a
metal fluoride, a metal boride or the like may be used. In
addition, as the protective cover, a glass plate, a plastic plate
with the surface subjected to a water permeability reducing
treatment, or the like may be used, and a method is suitably
used in which the protective cover is laminated with a device
substrate by a thermosetting resin or a photocurable resin to
perform sealing. If a space is maintained using a spacer, the
device is easily prevented from being scratched. If aninert gas
such as nitrogen, argon or the like is filled in the space,
oxidation of the cathode can be prevented, and further by
placing a drying agent such as barium oxide or the like in the
space, moisture adsorbed in a manufacturing step is easily
inhibited from damaging the device.

[0205] An organic EL, device which has an organic layer
containing the polymer compound of the present embodiment
1s useful for, for example, a surface light sources (e.g., light-
ing) such as a curved surface light source, and a flat light
source; displays such as a segment display, a dot matrix
display (e.g., adot matrix flat display), a liquid crystal display
(e.g., a liquid crystal display, backlight of a liquid crystal
display). In addition, the polymer compound according to the
present embodiment is not only suitable as a material for use
in production of the above-mentioned articles, but also useful,
for example, as a pigment for a laser, a material for an organic
solar battery, an organic semiconductor for an organic tran-
sistor, a material for a conductive film such as an electrically
conductive film or an organic semiconductor film, a light
emitting film material emitting fluorescence, a material of a
polymer electric field effect transistor.

[0206] Ifalightemitting layer containing the polymer com-
pound of the present embodiment is used as a part of white
lighting, a light emitting material with a color other than blue
may be contained in the light emitting layer, or a second light
emitting layer having a light emitting material with a color
other than blue may be included for obtaining white color
purity.

[0207] For obtaining planar light emission using the
organic EL. device which has an organic layer containing the
polymer compound according to the present embodiment, a
planar anode and cathode may be arranged so that they are
superimposed on each other. In addition, for obtaining pat-
terned light emission, there are a method in which a mask
provided with a patterned window is placed on the surface of
the planar organic

[0208] EL device and a method in which either one of an
anode and a cathode, or both the electrodes are formed in a
patterned form. A pattern is formed by either of these meth-
ods, and some electrodes are arranged so that they can be
independently turned ON/OFF, to thereby obtain a segment
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type display device that can display numbers, characters,
simple symbols and the like. Further, for forming a dot matrix
display device, both an anode and a cathode may be formed in
a striped form and placed so that they are orthogonal to each
other. Partial color display device and multi-color display
device can be provided by a method of painting in different
colors multi kinds of polymer compounds with different
luminescent colors or a method of using a color filter or a
fluorescence conversion filter. The dot matrix display device
can be passively driver, or may be actively driven in combi-
nation with a TFT or the like. These display devices can be
used, for example, as displays of computers, televisions, por-
table terminals, mobile phones, car navigations, and view
finders of video cameras.

EXAMPLES

[0209] Hereinafter, the present invention will be described
more specifically based on examples and comparative
examples, but the present invention is not in any way limited
to the following examples.

[0210] (Number Average Molecular Weight and Weight
Average Molecular Weight)

[0211] Inthe examples, the polystyrene equivalent number
average molecular weight and weight average molecular
weight were determined by gel permeation chromatography
(GPC, manufactured by

[0212] Shimadzu Corporation, trade name: LC-10 Avp). A
compound to be measured was dissolved in tetrahydrofuran
(hereinafter, referred to as “THEF”) so as to have a concentra-
tion of about 0.5% by mass, and the solution was injected into
GPC in an amount of 30 pl. Tetrahydrofuran was used for a
mobile phase of GPC, and was allowed to flow at a flow rate
of 0.6 mL/minute. For a column, two pieces of TSKgel Super
HM-H (manufactured by TOSOH CORPORATION) and a
piece of TSKgel SuperH 2000 (manufactured by TOSOH
CORPORATION) connected in series were used. For a detec-
tor, a differential refractive index detector (manufactured by
Shimadzu Corporation, trade name: RID-10A) was used.

[0213] (NMR Measurement)

[0214] In the examples, the NMR measurement of the
monomers was carried out under the following conditions.

Apparatus: nuclear magnetic resonance apparatus, INOVA
300 (trade name), manufactured by Varian Medical Systems
Inc.

Measurement solvent: deuterated chloroform or deuterated
tetrahydrofuran

Concentration of sample: about 1% by mass
Measurement temperature: 25° C.
[0215] (LC-MS Measurement)

[0216] LC-MS measurement was performed according to
the following method. The measurement sample was dis-
solved in chloroform or tetrahydrofuran to have concentra-
tion of about 2 mg/mL, and then 1 pl, was injected to LC-MS
(trade name: 1100LCMSD, manufactured by Agilent Tech-
nologies). As a mobile phase for LC-MS, ion exchange water,
acetonitrile, tetrahydrofuran, or a mixture liquid thereof was
used, and acetic acid was added, if necessary. As a column,
L-column 2 ODS (3 pm) (manufactured by Chemicals Evalu-
ation and Research Institute, inner diameter: 2.1 mm, length:
100 mm, particle diameter: 3 pm) was used.
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[0217] (Synthesis of Compounds Used for Polymerization)
Synthesis Example 1
Synthesis of Compound 3A
[0218] Gas within a four neck flask was replaced with nitro-

gen and 16.5 parts by mass of 2,7-dibromofluorenone were
suspended in diphenyl ether contained in the flask. The sus-
pension was heated to 120° C. to dissolve 2,7-dibromofluo-
renone, 15.5 parts by mass of potassium hydroxide were
added to the solution, and after raising the temperature to
160° C., it was stirred for 2.5 hours. The solution was cooled
to the room temperature, then added with hexane, filtered, and
the resulting solid matter was washed with hexane. Gas
within a four neck flask was replaced with nitrogen and the
product obtained from above was dissolved in dehydrated
N,N-dimethylformamide (herein below, referred to as
“DMF”) contained in the flask. The obtained solution was
heated to 90° C., and then total amount of 53.0 parts by mass
of methyl iodide was added thereto while following the reac-
tion. The reaction time was 10 hours in total. The solution
cooled to the room temperature was added dropwise to water
which has been cooled to 0° C., and the reaction product was
extracted twice with hexane. Filtration through a glass filter
overlaid with silica gel was conducted, and followed by con-
densation. The concentrate was purified by silica gel column
chromatography to obtain the compound 1A in an amount of
13.3 parts by mass.

[0219] ‘H-NMR (300 MHz/CDCL,):

[0220] & (ppm)=3.68 (s, 3H), 7.15 (d, 2H), 7.20 (d, 1H),
7.52 (d, 2H), 7.65 (d, 1H), 8.00 (brs, 1H).

[0221] “*C-NMR (300 MHz/CDCL,):

[0222] d(ppm)=52.6, 121.8, 122.2, 130.1, 131.6, 132.3,
132.4,133.2,134.7, 139.4, 140.6, 167.8.

[Chemical Formula 19]

CO,CH;

Compound 1A

[0223] To a three neck round-bottomed flask, 7.5 parts by
mass of 1-bromo-4-n-hexylbenzene and anhydrous tetrahy-
drofuran were added and cooled to =78° C. Thereafter, 1.6 M
n-butyl lithium/hexane solution (1 mol equivalent to
1-bromo-4-n-hexylbenzene) was added slowly and stirred for
2 hours at -78° C. While maintaining the temperature, 4.95
parts by mass of the compound 1A were dissolved in anhy-
drous tetrahydrofuran and, the solution was added dropwise
by using a dropping funnel while the temperature is main-
tained at -70° C. or less. After the dropwise addition was
completed, the mixture was stirred for 2 hours at -78° C. and
slowly warmed to the room temperature. To the solution,
saturated aqueous solution of ammonium chloride was added
and stirred. After transferring to aseparatory funnel, theaque-
ous layer was removed. The solution was washed twice with
water and dried by adding anhydrous sodium sulfate to the
resulting tetrahydrofuran solution. To a glass filter overlaid
with silica gel layer, the resulting tetrahydrofuran solution
was applied and then filtered, and washed with tetrahydrofu-
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ran. The resulting solution was concentrated and dried. Sub-
sequently, it was suspended in 300 mL of hexane, stirred, and
filtered to obtain the compound 2A in an amount of 6.0 parts
by mass.

[Chemical Formula 20]

Br
Br Br
n —
CO,CH;
n-CgHj3 Compound 1A

OH
n-CgHj3 n-CeHy3

Compound 2A
[0224] To a three neck round-bottomed flask, the com-

pound 2A (6.0 parts by mass) and dichloromethane were
added and cooled to 0° C. by using an ice bath. To the solution,
boron trifluoride diethyl ether complex (27 parts by mass)
was added dropwise by using a dropping funnel. The solution
was stirred for 2 hours at 0° C., and then the solution was
added to a beaker containing water and ice to terminate the
reaction. The reaction solution was transferred to a separatory
funnel for liquid separation. After extraction with dichlo-
romethane, the organic layer was combined, washed twice
with water, and dried by adding anhydrous sodium sulfate. To
a glass filter overlaid with silica gel layer, the sodium sulfate
was filtered off and the filtered solution was concentrated.
The resulting oily material was added with toluene and
refluxed under heating. After cooling to 70° C., isopropyl
alcohol was added, stirred, and then the mixture was kept at
the room temperature for cooling. The produced crystals were
filtered and dried. The obtained crystals were added to an
eggplant flask, additionally added with hexane and activated
carbon, and refluxed for 2 hours under heating. A glass filter
overlaid with Celite on top of Radiolite (manufactured by
Showa Chemical Industry Co., Ltd.) was heated to 70° C. and
then the activated carbon was removed by filtering using the
glass filter. The obtained filtered solution was concentrated to
half volume, refluxed under heating, and stirred at the room
temperature for 1 hour. The reaction solution was again
stirred for 2 hours under cooling by using an ice bath, and the
crystals produced were filtered and collected. As a result, the
compound 3A as a target compound was obtained in an
amount of 5.4 parts by mass.

[0225] 'H-NMR (300 MHz/CDCL,):

[0226] d(ppm)=0.87 (t, 6H), 1.28~1.37 (m, 12H), 1.50~1.
62 (m, 4H), 2.54 (t, 4H), 7.04 (s, 8H), 7.45 (d, 2H), 7.49 (s,
2H), 7.55 (d, 2H).

[0227] “*C-NMR (300 MHz/CDCI,):

[0228] d(ppm)=14.4,22.9,29.4,31.6,32.0,35.8,65.4,121.
8, 122.1, 128.1, 128.7, 129.7, 131.1, 138.3, 141.9, 142.1,
153.7.
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[Chemical Formula 21]

OH
O O
n-CeHy3

n-CgH3
Compound 2A
n-C¢Hyz n-CgH i3
Compound 3A
Synthesis Example 2
Synthesis of Compound 4A
[0229] Under inert gas atmosphere, to a solution consisting

of the compound 3A (6.1 parts by mass) and anhydrous
tetrahydrofuran, 2.5 M n-butyl lithium/hexane solution (2.5
mol equivalents compared to the compound 3A) were added
dropwise at the temperature of =78 to =70° C., and further
stirred for 6 hours. Subsequently, at the temperature of -70°
C. or less, the compound 5A (isopropyl pinacol borate) (5.2
parts by mass) was added dropwise and stirred overnight at
the room temperature. To the resulting reaction mixture,
hydrochloric acid—diethyl ether solution was added drop-
wise at -=30° C. After dropwise addition was completed, the
temperature was brought back to the room temperature, and
the mixture was concentrated under reduced pressure and
stirred after adding toluene. Filtration through a filter overlaid
with silica gel was conducted and the obtained filtered solu-
tion was concentrated under reduced pressure to obtain a
solid. The resulting solid was re-crystallized from acetonitrile
and toluene. As a result, the compound 4A as a target com-
pound was obtained in an amount of 4.5 parts by mass.

[Chemical Formula 22]

Compound 4A
CH; CH;3
CH;j 0 0
\B B/ o
S . N CH;
CH;
CH;z O O CH;
n-CeHpz n-CgH3

32
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-continued
Compound SA
CH; CH;
CH; 0
\
B—O CH,
/
CH; Y
CH;
Synthesis Example 3
Synthesis of Compound 2B
[0230] Under argon atmosphere, 1-bromo-3,5-di-n-hexyl-

benzene (20.0 parts by mass) and tetrahydrofuran were added
to areaction vessel to prepare a homogeneous solution, which
was then cooled to -69° C. Thereafter, 2.76 M n-butyl
lithium/hexane solution (1 mol equivalent compared to
1-bromo-3,5-di-n-hexylbenzene) was added dropwise for 1.5
hours at —-68° C. and stirred for 1.5 hours at =70° C. Subse-
quently, a solution consisting of the compound 1B-1 (9.0
parts by mass) and tetrahydrofuran were added dropwise
thereto for 1 hour at =70° C. and stirred for 2 hours at =70° C.
To the solution, methanol and distilled water were added at
-70° C. and stirred. After warming to the room temperature,
it was stirred overnight at the room temperature. Subse-
quently, the reaction mixture was filtered, and the filtered
solution was concentrated and stirred after adding heptane
and water. After maintaining for a while for liquid separation,
the aqueous layer was removed from the organic layer. Satu-
rated brine was added to the organic layer followed by stir-
ring. After maintaining for a while for liquid separation, the
aqueous layer was removed from the organic layer. The
organic layer was then added with magnesium sulfate and
stirred. The filtered solution obtained by filtering was con-
centrated to obtain the compound 1B in an amount of 23 .4
parts by mass.

[Chemical Formula 23]

Br

CO,CH;
Compound 1B-1
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-continued
OH
n-CeHi3 n-CeH
n-CgHy3 n-CgHj3
Compound 1B

[0231] Under argon atmosphere, the compound 1B (48.0
parts by mass) and dichloromethane were added to a reaction
vessel to prepare a homogeneous solution, which was then
cooled to -30° C. To the solution, boron trifluoride diethyl
ether complex (1 mol equivalent compared to the compound
1B) was added dropwise over 30 minutes and stirred over-
night at the room temperature. The reaction mixture was then
cooled to =20° C., added with distilled water and stirred for 1
hour. After maintaining for a while for liquid separation, the
aqueous layer was removed from the organic layer. Subse-
quently, water was added and stirred. After maintaining for a
while for liquid separation, the aqueous layer was removed
from the organic layer. 10% by mass of aqueous solution of
sodium hydrogen carbonate was added to the resulting
organic layer followed by stirring. After maintaining for a
while for liquid separation, the aqueous layer was removed
from the organic layer. The organic layer was then concen-
trated to remove the solvent. Subsequently, the resultant was
purified by silica gel column chromatography by using tolu-
ene and heptane as a developing solvent. The solvent was then
removed by concentration. Thereafter, according to re-crys-
tallization using butyl acetate and methanol, the compound
2B as a target compound was obtained in an amount of 23.2
parts by mass.

[Chemical Formula 24]

(i

Br Br
OH
n-CeH3 n-CgH 3
n-CgHj3 n-CgHj3

Compound 1B
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-continued

gy r

n-CeHi3 n-CeHy3

n-CeHys n-CeHy3

Compound 2B

Synthesis Example 4

Synthesis of Compound 3B

[0232] Under argon atmosphere, the compound 2B (9.5
parts by mass), the compound 3B-1 (6.6 parts by mass),
1,4-dioxane, potassium acetate (7.05 parts by mass), 1,1'-bis
(diphenylphosphino)ferrocene (dppf, 0.1 parts by mass) and
1,1-bis(diphenylphosphino)ferrocene palladium (IT) dichlo-
ride methylene chloride complex (PdCl,(dppf)-CH,Cl,, 0.15
parts by mass) were added to a four neck flask, and stirred for
5 hours at 100 to 102° C. After cooling the obtained reaction
mixture to the room temperature, it was filtered through a
filter overlaid with Celite and silica gel, and the filtered solu-
tion was concentrated to remove the solvent. Subsequently, to
a solution prepared by adding hexane, activated carbon was
added and stirred for 1 hour at the temperature which allows
reflux of hexane. The resulting mixture was cooled to the
room temperature, filtered through a filter overlaid with
Celite, and concentrated to remove the solvent. Thereafter,
according to re-crystallization using toluene and acetonitrile,
the compound 3B as a target compound was obtained in an
amount of 10.1 parts by mass.

Chemical Formula 25]

[
Br

n
n-CeH, 4 O O n-CeHi3
n-CgH3 n-CgH3
Compound 2B
CH; CH;
CH; o o CH;
\
B—2B —_—
/
CH; 0 o cl,
CH; CH;

Compound 3B-1



US 2013/0264562 Al

-continued
CH3 CH3 CHs
0 0 CH;j
CHs \ / CH
AP SN 3
CHj O O CH;
n-Celly5 O O n-Cellj3
1-CgHys n-CgHy3
Compound 3B
Synthesis Example 5
Synthesis of Compound 2C
[0233] Under inert atmosphere, 3-n-hexyl-5-methylbro-

mobenzene (26.2 parts by mass) and anhydrous tetrahydro-
furan were added to a three neck flask to prepare a homoge-
neous solution, which was then cooled to -70° C. To the
resulting solution, 2.5 M n-butyl lithium/hexane solution
(0.93 mol equivalents compared to 3-n-hexyl-5-methylbro-
mobenzene) was added dropwise while maintaining the tem-
perature at =70° C. and stirred for 4 hours at the same tem-
perature to prepare a solution (hereinafter, referred to as
“solution A”).

[0234] Separately, 2-methoxycarbonyl-4,4'-dibromobi-
phenyl (16.0 parts by mass) and anhydrous tetrahydrofuran
were added to a two neck flask to prepare a solution (herein-
after, referred to as “solution B”).

[0235] Thesolution B was added dropwise to the solution A
while maintaining the temperature of the solution A at -70°
C. followed by stirring. Subsequently, the reaction solution
was stirred for 15 hours at the room temperature. The reaction
solution was then added with water at 0° C. and stirred.
Subsequently, the solvent was removed by concentration
under reduced pressure. The residuals were added with hex-
ane and water, stirred, and kept to obtain an organic layer after
removing an aqueous layer. The organic layer was washed
with saturated brine, dried over anhydrous magnesium sul-
fate, and concentrated under reduced pressure to obtain the
compound 1C represented by the following formula as a
white solid.

[Chemical Formula 26]
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H;C
n-CgH 3
Compound 1C
[0236] Under inert atmosphere, the compound 1C (30.0

parts by mass) and anhydrous dichloromethane were added to
three neck flask and then cooled to 5° C. To the resulting
solution, boron trifluoride diethyl ether complex (4.2 mol
equivalents compared to the compound 1C) was added drop-
wise while maintaining the temperature in the range of 0 to 5°
C. and stirred overnight at the room temperature. The reaction
solution was carefully poured over ice water and stirred for 30
minutes. After maintaining for a while for liquid separation,
the aqueous layer was removed from the organic layer. 10%
by mass of aqueous solution of potassium phosphate was
added to the organic layer followed by stirring for 2 hours.
After maintaining for a while, the formed aqueous layer was
removed from the organic layer. The organic layer was then
washed with water, dried over anhydrous magnesium sulfate,
and concentrated to remove the solvent by didyillation, and
oily liquid was obtained. Methanol was added to the oily
liquid to give a solid. The solid was re-crystallized from
n-butyl acetate and methanol, and as a result, the compound
2C represented by the following formula was obtained in an
amount of 24.0 parts by mass.

[Chemical Formula 27]

O

CH;

Compound 2C

CH;

n-CgHy3 n-CgHyz

Synthesis Example 6

Synthesis of Compound 3C

[0237] To athree neck flask, the compound 2C (8.0 parts by
mass), bis(pinacolate)diborone (6.6 parts by mass), 1,1'-bis
(diphenylphosphino)ferrocene palladium (II) dichloride
methylene chloride complex (Pd(dppf)-CH,Cl,, 0.15 parts by
mass), 1,1-bis(diphenylphosphino)ferrocene (0.099 parts by
mass), and anhydrous 1,4-dioxane and potassium acetate (7.0
parts by mass) were added and stirred at 100° C. for 20 hours.
The reaction solution was cooled to the room temperature,
passed through silica gel, and the silica gel was washed with
toluene and the obtained solution was concentrated for
removing the solvent by distillation, yielding brown liquid.
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The resulting liquid was purified by silica gel column chro-
matography by using hexane as a developing solvent. To the
liquid obtained by concentrating the eluent, acetonitrile was
added to obtain a solid. Re-crystallization of solid was pet-
formed once from acetonitrile and toluene, and then re-crys-
tallization of solid was performed once from dichlo-
romethane and methanol. After drying under reduced
pressure, the compound 3C represented by the following
formula was obtained in an amount of 2.9 parts by mass.

[Chemical Formula 28]

Compeund 3C
. O Q o
. 9

n-CgH ;3 n-CeH 3

Synthesis Example 7

Synthesis of Compound 2D

[0238] Gas within a three neck flask was replaced with
nitrogen and 22.6 parts by mass of 1-bromo-3-n-hexylben-
zene were dissolved in anhydrous tetrahydrofuranin the three
neck flask. The resulting solution was cooled to -75° C. or
lower, added dropwise with 2.5 M n-butyl lithivm/hexane
solution (0.96 mol equivalents compared to 1-bromo-3-n-
hexylbenzene), and stirred for 5 hours while maintaining at
-75° C. or lower. A solution in which 15.0 parts by mass of
2-methoxycarbonyl-4,4'-dibromobiphenyl are dissolved in
anhydrous tetrahydrofuran was added dropwise thereto while
maintaining the temperature at =70° C. or lower. The solution
was slowly warmed to the room temperature and stirred over-
night. The reaction solution was added dropwise with water
while stirring at 0° C. The solvent was removed from the
reaction solution by distillation, and the residues were added
with water and extracted three times with hexane. The result-
ing organic layer was combined, washed with saturated brine,
and the aqueous layer was re-extracted with hexane. The
obtained organic layer was combined and dried over magne-
sium sulfate. As a result of removing the solvent, a crude
product of the compound 1D was obtained in an amount of
26.4 parts by mass.

[Chemical Formula 29]

Compound 1D
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[0239] Thecompound 1D (26.4 parts by mass) synthesized
above were dissolved in dichloromethane in a three neck
flask, and the gas within the flask was replaced with nitrogen.
The resulting solution was cooled to 0° C. or lower and boron
trifluoride diethyl ether complex (5 mol equivalents com-
pared to the compound 1D) was added dropwise while main-
taining the temperature at 5° C. or lower. After slowly raising
to the room temperature, the mixture was stirred overnight.
The reaction solution was poured over ice water and stirred
for 30 minutes. After liquid separation on the reaction solu-
tion, the aqueous layer was extracted with dichloromethane.
The organic layer was combined, and liquid separation was
performed by adding 10% by mass of aqueous solution of
potassium phosphate. The organic layer was washed twice
with water and dried over magnesium sulfate. The solvent
was removed by distillation, and the resulting oil was dis-
solved in toluene and filtered by passing through a glass filter
overlaid with silica gel. After the solvent was removed by
distillation, methanol was added, and vigorous stirring was
conducted. The resulting crystals were filtered and washed
with methanol. By re-crystallization using a mixture solvent
of hexane and butyl acetate, the compound 2D was obtained
in an amount of 12.1 parts by mass.

[0240] H-NMR (300 MHz/CDCl,):

[0241] d(ppm)=0.86 (6H, 1), 1.26 (12H, m), 1.52 (4H, m),
2.51 (4H,1),6.87 (2H, d), 7.00 (2H,s), 7.04 (2H, d), 7.12 (2H,
1), 7.46 (2H, dd), 7.48 (2H, d), 7.55 (2H, d).

[Chemical Formula 30]

Q-

H-C6H13 H'CGHB

Compound 2D

Synthesis Example 8

Synthesis of Compound 3D

[0242] The compound 2D (5.0 parts by mass) was added to
a three neck flask, and the gas within the flask was replaced
with nitrogen. Anhydrous tetrahydrofuran was added thereto,
and cooled to -70° C. or lower. While maintaining the
obtained solution at =70° C. or lower, 2.5 M n-butyl lithiunm/
hexane solution (2.2 mol equivalents compared to the com-
pound 2D) was added dropwise thereto. After the dropwise
addition was completed, stirring was conducted for 4 hours
while maintaining the temperature of the reaction solution.
Then, 2-isopropoxy-4,4,5,5-tetramethyl-1,3,2-dioxaboro-
lane (2.8 mol equivalents compared to the compound 2D) was
added thereto. After slowly raising to the room temperature,
the mixture was stirred overnight. The reaction solution was
cooled to -30° C., added dropwise with 2 M hydrochloric
acid/diethyl ether solution, and heated to the room tempera-
ture. After the solvent was removed therefrom by distillation,
toluene was added to dissolve it, and it was filtered by passing
through a glass filter overlaid with silica gel. The solvent in
the obtained solution was removed by distillation to give a
crude product in an amount of 5.0 parts by mass. The crude
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product was re-crystallized from a mixture solvent of toluene
and acetonitrile under nitrogen atmosphere to give the com-
pound 3D in an amount of 3.4 parts by mass.

[0243] 'H-NMR (300 MHz/CDCl,):

[0244] d(ppm)=0.86 (6H, 1), 1.26-1.29 (12H, m), 1.31
(24H, s), 1.52-1.53 (4H, m), 2.50 (4H, 1), 6.92 (2H, d), 7.00
(2H, d),7.08 (2H,1),7.13 (2H, 5),7.77 (2H, d), 7.81-7.82 (4H,
m).

[Chemical Formula 31]

Compound 3D

CH; H,C
CH,

(0]
/ CH;
B
\O
CH,
l l n-CgHj3

Synthesis Example 9

H;C
0
H;C \
B
o
HsC

n-CgHj3

Synthesis of Compound 1E

[0245] To a solution prepared by adding chloroform to
pyrene (8.8 parts by mass), a solution consisting of bromine
(13.4 parts by mass) and chloroform was added dropwise over
7 hours at 20 to 25° C., and further stirred for 3 hours at 20 to
25° C. Subsequently, After the reaction solution was kept for
three hours at 20 to 25° C., the precipitated solid was filtered,
washed with chloroform, and dried under reduced pressure to
obtain 9.7 parts by mass of solid A. Subsequently, the solid A
(4.0 parts by mass) was added with toluene and stirred for 1
hour at 30 to 35° C., and kept at 5° C. for 18 hours. The
precipitated solid was filtered, washed with methanol, and
dried under reduced pressure. As a result, the compound 1E as
atarget compound was obtained in an amount of 2.66 parts by
mass.

[0246] LC-MS (APPI-MS (posi)): 358 [M]*

[Chemical Formula 32]

O !

Br

Compound 1E

Synthesis Example 10

Synthesis of Compound 41

[0247] A reaction vessel was made to be argon atmosphere,
and 1-bromo-3,5-di-n-hexylbenzene (58.4 g) and tetrahydro-
furan were added to prepare a homogeneous solution, which
was then cooled to =75° C. To the solution, 2.5 M n-butyl
lithium/hexane solution (71.2 mL) (1 mol equivalent com-
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pared to 1-bromo-3,5-di-n-hexylbenzene) was added drop-
wise for 1.5 hours at =75° C., and the solution was stirred for
1.5 hours at -70° C. Subsequently, a solution consisting of
2,7-dibromofluorenone (55.2 g) and tetrahydrofuran was
added dropwise for 1 hour at =75° C. and, after heating to the
room temperature, the reaction solution was stirred for 4
hours. Subsequently, the solution was cooled to 0° C., slowly
added with acetone and 2 mol % aqueous solution of hydro-
chloric acid, and stirred, then raised in temperature to the
room temperature followed by being kept at the room tem-
perature. Subsequently, the reaction mixture was filtered, and
the filtered solution was concentrated and stirred after adding
hexane and water. After maintaining for a while for liquid
separation, the aqueous layer was removed from the organic
layer. Saturated brine was added to the organic layer followed
by stirring. After maintaining for a while for liquid separa-
tion, the aqueous layer was removed from the organic layer.
The organic layer was then added with magnesium sulfate
and stirred. The filtered solution obtained by filtering was
concentrated to obtain the compound 11 (30.2 g).

[Chemical Formula 33]

n-Cellys n-CgH 3
—
Br
n-CgH 3 OH
n-CeHjz
(Compound 11)
[0248] A reaction vessel was purged with argon, and added

with the compound 11 (27.7 g) and trifluoroacetic acid (36
mL). A mixture solution of trimethylsilane (8.4 mL) and
hexane (25 mL) was added dropwise to the solution over 30
minutes and stirred overnight at the room temperature. Sub-
sequently, the reaction solution was cooled to 10° C., added
with hexane and distilled water, and stirred for 1 hour. After
maintaining for a while for liquid separation, the aqueous
layer was removed from the organic layer. Water was added
followed by stirring. After maintaining for a while for liquid
separation, the aqueous layer was removed from the organic
layer. The organic layer was then added with saturated brine
and stirred. After maintaining for a while for liquid separa-
tion, the aqueous layer was removed from the organic layer.
The organic layer was added with magnesium sulfate and
stirred. The filtered solution obtained by filtering was con-
centrated. Subsequently, it was purified by silica gel column
chromatography by using hexane and dichloromethane as a
developing solvent. Then washing with methanol, the com-
pound 21 (12.1 g) as a target compound was obtained.



US 2013/0264562 Al

[Chemical Formula 34]

(-

OH

n-Celp3 >
n-CeHy3
(Compound 11)
n-CeH 3 H
n-Cely3
(Compound 21)
[0249] A reaction vessel was purged with argon, and added

with the compound 21 (12.0 g), dimethyl sulfoxide (60 mL),
water (2ml) and potassium hydroxide (4.85 g) were added to
areaction vessel. To the solution, methyliodide (4.1 mL) was
added dropwise and stirred overnight at the room tempera-
ture. Subsequently, the reaction solution was added with hex-
ane and distilled water at the room temperature and stirred for
1 hour. After maintaining for a while for liquid separation, the
aqueous layer was removed from the organic layer. Water was
added followed by stirring. After maintaining for a while for
liquid separation, the aqueous layer was removed from the
organic layer. Saturated brine was added to the organic layer
followed by stirring. After maintaining for a while for liquid
separation, the aqueous layer was removed from the organic
layer. The organic layer was added with magnesium sulfate
and the filtered solution obtained by filtration was concen-
trated. Subsequently, according to re-crystallization using
methanol and butyl acetate, the compound 31 (4.3 g) as a
target compound was obtained.

[Chemical Formula 35]

(-

_
n-CgH3 i

n-CeHy
(Compound 2I)

Oct. 10,2013
-continued
n-Celf3 Me
n-Cgly3
(Compound 31)

[0250] A reaction vessel was made to be argon atmosphere,
and the compound 31 (4.2 g), bis(pinacolate)diborone (4,4,4',
4'5,5,5'",5"-octamethyl-2,2'-bi-1,3,2-dioxaborolane) (4.0 g),
1,4-dioxane (45 mlL), potassium acetate (4.2 g), 1,1'-bis
(diphenylphosphino)ferrocene (dppf, 59 mg), and 1,1'-bis
(diphenylphosphino)ferrocene palladium (II) dichloride
methylene chloride complex (PdCl,(dppf).CH,Cl,, 88 mg)
were added and stirred at 100° C. for 20 hours. Subsequently,
after cooling the obtained reaction mixture to the room tem-
perature, it was filtered through a filter overlaid with Celite
and silica gel, and the filtered solution was concentrated to
remove the solvent. Subsequently, to a solution prepared by
adding hexane, activated carbon was added and stirred for 1
hour at the temperature which allows reflux of hexane. The
resulting mixture was cooled to the room temperature, filtered
through a filter overlaid with Celite, and concentrated to
remove the solvent. Thereafter, according to re-crystalliza-
tion using toluene and methanol, the compound 41 as a target
compound was obtained (3.9 g).

[Chemical Formula 36]

O

—_—
-l 3 Me
n-CgHys
(Compound 3I)
[¢] ]
-
- \ /
./ N
0 0
n-Cll 3 Me
n-CeHj3
(Compound 41}
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Synthesis Example 11

Synthesis of Compound 1T

[0251] A 100 mL three neck flask was replaced with nitro-
gen, and 2-ethylhexyl magnesium bromide (1.0 M diethyl
ether solution, 25 ml, 25 mmol) was added followed by
reflux. To the solution, a suspension in which 2-bromoan-
thracene (5.34 g, 20.8 mmol) and PdClL,(dppf).CH,Cl, (33
mg, 0.04 mmol) are suspended in 50 mL of anhydrous cyclo-
pentyl methyl ether was added dropwise for 35 minutes. After
reflux for 1 hour, it was cooled by placing it in an ice bath, and
added dropwise with 2 M hydrochloric acid (5 mL). Then, 50
mL of toluene was added and liquid separation was carried
out with 50 mL water and 30 mL water in order for washing.
The aqueous layer was combined and re-extracted with tolu-
ene. The toluene layer was combined and washed with 30 mL
saturated brine. It was then filtered through a glass filter
applied with 20 g of'silica gel and washed with toluene. The
solvent was removed from the filtered solution by distillation
to obtain a crude product in an amount of 7.45 g.

[0252] The crude product (5.40 g) was re-crystallized with
isopropyl alcohol (54 mL). Herein, during naturally cooling
after it was confirmed that the crude product was dissolved by
heating, crystallization was observed at the inside tempera-
ture of 65° C., and the same temperature was kept for 2 hours.
After that, the resulting solution was slowly cooled and natu-
rally cooled to the room temperature. After filtration, washing
with isopropyl alcohol was conducted. Re-crystallization
using isopropyl alcohol was further repeated two times to
obtain 3.81 g of2-(2-ethylhexyl)anthracene (yield: 67.2%) as
a white solid.

[0253] LC-MS (APPI positive): 291 ([M+H]*, exact
mass=290)

[0254] 'H-NMR (300 MHz/CDCL,):

[0255] d(ppm)=0.87-0.94 (6H, m), 1.27-1.48 (8H, m),

1.68-1.75 (1H, m), 2.71 (2H, d), 7.29 (1H, ), 7.40-7.46 (2H,
m),7.71 (s, 1H), 7.91 (1H, d), 7.95-7.98 (2H, m), 8.32 (1H, 5),
836 (1H, s).

[0256] '*C-NMR (75 MHz/CDCl,):

[0257] S(ppm)=11.1, 14.4, 23.4, 25.9, 29.2, 32.8, 40.9,
41.0,125.2, 125.5, 125.6, 126.2, 127.2, 128.2, 128 3, 128.4,
128.5,131.0, 1318, 132.2, 139.2.

[Chemical Formula 37]

H;C MgBr
—_—

H,C

Br
Q +
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-continued
H,C

HsC

[0258] A 300 mL four neck flask was replaced with nitro-
gen, and added with 2-(2-ethylhexyl)anthracene (3.50 g, 12.1
mmol), which was then dissolved in 105 mL anhydrous
dichloromethane. The reaction solution was cooled by placed
in an ice bath, and then added dropwise with bromine (4.17 g,
26.1 mmol) for 20 minutes. After adding dropwise followed
by stirring for 45 minutes, a 1% by mass aqueous solution of
sodium thiosulfate was added dropwise over 5 minutes to
quench the reaction. After liquid separation, the organic layer
was extracted with 100 mL of chloroform. The organic layers
were combined and washed with water. After filtration using
a glass filter applied with 20 g of silica gel, it was washed with
hexane. The filtered and washed solution was concentrated to
obtain a crude product as a yellow viscous oil (5.47 g).

[0259] Purification by silica gel column chromatography
(silica 120 g, developing solvent: hexane only) resulted 4.26
g of yellow viscous oil. Subsequently, 1 L of methanol was
added and dissolved by heating, After maintaining it over-
night, crystals were obtained. The resulting slurry solution
was concentrated to about 150 mL and filtered to give 3.91 g
of pale yellow solid.

[0260] The resulting solid was dissolved in hexane (50
mL), added with 1.00 g of activated carbon, and stirred for 1
hour. After filtration through a glass filter applied with 13 g of
Celite and washing with hexane, the filtered and washed
solution was concentrated. Then, isopropyl alcohol (100 mL)
was added thereto followed by heating. After cooling to 35°
C., seed crystals were added. After stirring, filtration, and
washing with isopropyl alcohol, 2.76 g (yield: 51%) of 9,10-
dibromo-2-(2-ethylhexyl)anthracene (the compound 1T) was
obtained as a pale yellow solid.

[0261] 'H-NMR (300 MHZ/CDCL,):

[0262] (ppm)=0.86~0.97 (6H, m), 1.20~1.40 (8I, m),
1.72~1.77 (1H, m), 2.78 (2H, d), 7.43 (1H, d), 7.55~7.59 (2H,
m), 8.28 (1H, s), 8.46 (11, d), 8.51~8.54 (211, m).

[0263] '*C-NMR (75 MHzCDCL,):

[0264] S(ppm)=11.2, 14.5, 233, 25.9, 29.1, 32.7, 40.7,
409, 122.8, 123.6, 127.2, 127.3,127.6, 128 3, 128.4, 128.5,
130.3, 130.8, 1314, 141.7.
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[Chemical Formula 38]

Br
O H;C MgBr
+ —_—
HC

e

HiC

Br Q Br

Compound 1T

Synthesis Example 12

Synthesis of Compound 3P

[0265] Under nitrogen atmosphere, 1,5-naphthylbis(trif-
luoromethane sulfonate) (the compound 1P, 25.0 g) and [1,1'-
bis(diphenylphosphino)ferrocene]palladium (II) dichloride
dichloromethylene adduct (0.24 g), and tert-butyl methyl
ether (410 mL) were placed and, at 10° C. or lower, 2-ethyl-
hexyl magnesium bromide (1 mol/LL diethyl ether solution,
173 mL) was added thereto dropwise followed by stirring for
4 hours at the room temperature. After the reaction was com-
pleted, the reaction solution was added to a mixture liquid of
water and 2N hydrochloric acid, and the aqueous layer was
extracted with ethyl acetate. Subsequently, the obtained
organic layer was washed with an aqueous solution of sodium
chloride. The washed organic layer was dried over magne-
sium sulfate and the solvent was distilled off under reduced
pressure. The residues were purified by silica gel column
chromatography (developing solvent: hexane) to obtain 21.3
g of compound 2P as a pale yellow oily matter.

[0266] MS (ESI, positive): [M*]353
[0267] 'H-NMR (300 MHz/CDCL,):

[0268] (ppm)=0.75-1.00 (12H, m), 1.10-1.50 (16H, m),
1.69-1.85 (2H, m), 2.90-3.05 (4H, m), 7.24-7.38 (311, m),
7.35-7.44 (31, m), 7.90-7.95 (3H, m).
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[Chemical Formula 39]

O
F;C\S//
/o
0]
OO
O
O\s//
/ ks
O
(Compound 1P)
H,C
H,C
CH;
CH;
(Compound 2P)
[0269] Under nitrogen atmosphere, a mixture of the com-

pound 2P (21.3 g), bis(pinacolate)diborone (4,4,4'4',5,5,5',
S'-octamethyl-2,2'-bi-1,3,2-dioxaborolane) (46.0 g), bis(1,5-
cyclooctadiene)di-p-methoxy  diiridium (I) (0.24 g)
(manufactured by Aldrich), 4,4'-ditert-butyl-2,2'-dipyridyl
(0.19 g) and dioxane (140 mL) was stirred at 100° C. for 3
hours. After cooling the resulting mixture, dioxane was dis-
tilled off under reduced pressure. The residues were added
with methanol and the precipitated solid were collected by
filtration followed by drying. The solid was dissolved in tolu-
ene and added with activated white clay, followed by stirring
for 30 minutes at 60° C. After that, the mixture was hot-
filtered using a filter pre-coated with silica gel, and the filtered
liquid was concentrated under reduced pressure. The concen-
trated residues were added with methanol and dried to obtain
the compound 3P as a white solid powder (28.0 g).

[0270] LC-MS (ESL, positive): [M*] 605
[0271] 'H-NMR (300 MHz/CDCL,):

[0272] &(ppm)=0.85-0.95 (12H, m), 1.24-1.50 (16H, m),
1.66-1.85 (2H, m), 2.90-3.18 (4H, m), 7.60 (2H, s), 8.47 (2L,
s).
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[Chemical Formula 40]

H;C
H;C
OO cate[IrOMe(cod)]>
_—
CH;
CH,
(Compound 2P)
HC
HC
CH,
HC
Hzc OO CH3
o CH,
CH;
CH,
CH,
(Compound 3P)
Synthesis Example 13
Synthesis of Compound 6M
[0273] To a three neck flask (5 L), magnesium (60.5 g,

2.485 mol), anhydrous diethyl ether (1500 mL), and 1,2-
dibromoethane (1 mL, 0.0115 mol) were added, and 2-ethyl-
hexyl bromide was slowly added thereto and stirred for 2
hours at 40° C. followed by cooling to the room temperature
to prepare the solution A. Subsequently, to a 5 L three neck
flask, 3,4-dibromothiophene (100 g, 0.4233 mol), bis(diphe-
nylphosphinopropane) nickel (II), and anhydrous diethyl
ether (1500 mL) were added to give a solution. The solution
A was added thereto at the room temperature followed by
stirring for 4 hours at the room temperature and further for 14
hours at 40° C. The obtained reaction solution was added to a
mixture of 1.5 N aqueous solution of hydrochloric acid and
ice and stirred to separate an resulting organic layer from an
aqueous layer. The organic layer was washed with water
(1000 mL) and saturated brine (1000 mL), concentrated, and
solidified by drying. The obtained crude product was purified
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by silica gel column chromatography to obtain the compound
1M as a target compound (124 g, yield 97%).

[0274] 'H-NMR (300 MHz/CDCL,):

[0275] d(ppm)=0.96-1.03 (12H, m), 1.19-1.38 (16H, m),
1.55-1.60 (2H, m), 2.44 (4H, d), 6.86 (2H, s).

[Chemical Formula 41]

/\ j}ﬂ_'

S

Compound 1M

[0276] To a5 L three neck flask, the compound 1M (124 g,
0.4018 mol) and dichloromethane (2.5 L) were added, and
metachloroperbenzoic acid (m-CPBA) was slowly added
thereto under stirring and further stirred for 14 hours at the
room temperature. Subsequently, the mixture was added with
dichloromethane (1 L) and washed twice with NaHSO, aque-
ous solution (500 mL), twice with NaHCO, aqueous solution
(500 mL), and twice with saturated brine (500 mL). The
organic layer was concentrated and solidified by drying to
obtain a crude product. The crude product was purified by
silica gel column chromatography to obtain the compound
2M as a target compound (80 g, yield 59%).

[0277] ‘H-NMR (300 MHz/CDCl,):

[0278] d(ppm)=0.86-0.92 (12H, m), 1.27-1.39 (16H, m),
1.40-1.60 (2H, m), 2.22 (4H, d), 6.20 (2H, s).

[Chemical Formula 42]
Y \\

[0279] To a2 L three neck flask, the compound 2M (80 g,
0.2349 mol), 1,4-naphthalene dione (63.15 g, 0.3993 mol),
and dimethyl sulfoxide (1600 ml.) were added and stirred for
60 hours at 110° C. Subsequently, the obtained reaction solu-
tion was slowly added to water (1 L) at the room temperature,
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added with dichloromethane (2 L), and stirred. The resulting
organic layer was separated from the aqueous layer. The
organic layer was washed twice with water (500 mL) and
once with saturated brine (1000 mL), concentrated and solidi-
fied by drying to obtain a crude product. Subsequently the
crude product was purified by silica gel column chromatog-
raphy to obtain the compound 3M as a target compound (51 g,
vield 49%).

[0280] 'H-NMR (300 MHz/CDCL,):

[0281]  d(ppm)=0.92-0.99 (12H, m), 1.26-1.39 (16H, m),
1.66-1.68 (2H, m), 2.71 (4H, d), 7.78 (2H, dd), 8.05 (2H, s),
831 (2H, dd).

[Chemical Formula 43]

/\ )
2\
O/ \O

Compound 2M
0]

(6]

Compound 3M

[0282] To asolution consisting of 1,4-dibromobenzene (31.
20 g, 132 mmol) and anhydrous diethyl ether (279 mL), 1.67
M (n-butyl lithium/n-hexane solution (79.2 mL, 132 mmol)
was added dropwise at =78° C. followed by stirring for 1 hour
at the same temperature to prepare a solution B. Subse-
quently, to a solution consisting of the compound 3M (14.31
g, 33 mmol) and anhydrous diethy] ether (28 mL), the solu-
tion B was added dropwise at -78° C. followed by stirring for
1 hour at the same temperature. Subsequently, it was stirred at
the room temperature for 3 hours and stirred after added with
water (140 mL) at 0° C. Then, ethyl acetate was added fol-
lowed by stirring, and the resulting organic layer was sepa-
rated from an aqueous layer. The obtained organic layer was
concentrated and solidified by drying to obtain the compound
4M as a target compound (32.8 g).
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[Chemical Formula 44]
0]
‘O
0]
Compound 3M
Br
O OH
HO O
Br
Compound 4M

[0283] The compound 4M (24.69 g), acetic acid (165 mL),
potassium iodide (14.27 g) and NaHPO,. H,0 (31.54 g) were
stirred at 125° C. for 3 hours. The obtained reaction solution
was poured over ice water, stirred, further added with toluene,
and stirred. The resulting organic layer was separated from an
aqueous layer. The organic layer was concentrated, solidified
by drying, and purified by silica gel column chromatography
to obtain the compound SM as a target compound was
obtained (21.83 g).

[Chemical Formula 45]

Br

oy
T3

Br
Compound 4M



US 2013/0264562 Al
42

-continued
Br

Compound 5M

[0284] Under inert gas atmosphere, the compound 5M
(1.70 g, 2.39 mmol), bis(pinacolate)diborone (4,4,4',4',5,5,5',
S'-octamethyl-2,2'-bi-1,3,2-dioxaborolane) (133 g, 5.25
mmol), 1,1-bis(diphenylphosphino)ferrocene palladium (II)
dichloride dichloromethane complex (Pd(dppf).CH,Cl,, 38
mg, 0.05 mmol), 1,1-bis(diphenylphosphino)ferrocene (30
mg, 0.05 mmol), anhydrous 1.,4-dioxane (20 mL) and potas-
sium acetate (1.4 g, 14.31 mmol) were added and stirred
under reflux for 6 hours. The resulting mixture was brought
back to the room temperature, added with water and toluene,
and stirred. The resulting organic layer is separated from an
aqueous layer, concentrated, and solidified by drying to
obtain a crude product. The crude product was added with
hexane (100 mL) and activated carbon (0.3 g), stirred for 30
minutes at 40° C., and filtered through a filter overlaid with
Celite. By concentration and solidification by drying, a solid
was obtained. The solid was re-crystallized with hexane and
the compound 6M as a target compound was obtained (0.43

g).

Chemical Formula 46

Compound 5M
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-continued

Compound 6M

Synthesis Example 14

Synthesis of Compound 5N

[0285] First, the compound 2N was synthesized as
described below by using the compound IN.

[Chemical Formula 47]

H-C7H]5PPh3Br
—_— ™
KOt—Bu

Compound 1IN

Compeound 2N

[0286] In the formula, broken lines indicate that the com-
pound with the broken lines is a mixture of geometric iso-
mers.

[0287] To a four neck flask (1 L) equipped with a stirrer,
heptyltriphenyl phosphonium bromide (115.0 g) was added
and the gas within the flask was replaced with argon. Toluene
(375 g) was added to the flask and cooled to 5° C. or lower.
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Potassium tert-butoxide (29.2 g) was added, heated to the
room temperature, and stirred while keeping the room tem-
perature for 3 hours. To the red slurry generated in the reac-
tion solution, the compound IN (15.0 g) was added and
stirred for 12 hours while keeping the room temperature. To
the reaction solution, acetic acid (10.0 g) was added, stirred
for 15 minutes, and filtered. The filtered residues were
washed several times with toluene. The filtered solution
obtained after several washings were combined, concen-
trated, and added with hexane. As a result, slurry was gener-
ated, which was then stirred for 1 hour at 50° C. whilekeeping
the temperature. The resulting mixture was cooled to the
room temperature and filtered. The filtered residues were
washed several times with hexane, and the filtered solution
obtained after several times were combined and concentrated
to obtain a crude product. The crude product was purified by
using a silica gel column (developing solvent: hexane) to
obtain the compound 2N as a colorless and transparent liquid
(217 9).

[0288] LC-MS (ESL positive): [M+K]*491
[0289] 'H-NMR (300 MHZz/CDCL):
[0290]  8(ppm)=0.87 (611, 1), 1.20-1.36 (161, m), 1.82-1.97

(4H, m), 2.57-2.81 (8H, m), 5.20 (2H, br), 7.23-7.32 (4H, m),
7.41-7.48 (2H, m), 7.87-7.90 (2H, m).

[0291] Subsequently, the compound 3N was synthesized as
described below by using the compound 2N.

Chemical Formula 48

n-CgH3

Compound 2N

Compound 3N

[0292] In the formula, broken lines indicate that the com-
pound with the broken lines is a mixture of geometric iso-
mers, further, * in the formula means that the carbon atom
bearing the symbol is an asymmetrical carbon atom.

[0293] To alL four neck flask equipped with a stirrer, the
compound 2N (21.7 g) was added and ethyl acetate (152.4 g)
and ethanol (151.6 g) were further added. The gas within the
flask was replaced with nitrogen. 5% by mass Pd/C (contain-
ing moisture in an amount of about 50% by mass) (4.3 g) was
added and the gas within the flask was replaced with hydro-
gen. Under hydrogen atmosphere, the mixture was stirred for
27 hours at 40° C. while keeping the temperature. The
obtained mixture was cooled to the room temperature and
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filtered through a filter precoated with Celite. The residues
were washed several times with ethyl acetate, and the filtered
solution obtained after several times were combined and con-
centrated to obtain a crude product. The crude product was
purified by using a silica gel column (developing solvent:
hexane) to obtain the compound 3N as a colorless and trans-
parent liquid (21.7 g).

[0294] LC-MS (AP, positive): [M]*456
[0295] 'H-NMR (300 MHz/CDCL,):
[0296]  3(ppm)=0.66-0.98 (6H, m), 1.00-2.22 (34H, m),

7.13-7.50 (6H, m), 7.80-7.98 (2H, m).
[0297] Subsequently. the compound 4N was synthesized as
described below by using the compound 3N.

[Chemical Formula 49]

Compound 3N

Compound 4N

[0298] Inthe formula, * means that the carbon atom bearing
the symbol is an asymmetrical carbon atom.

[0299] To a four neck flask (500 mL) equipped with a
stirrer, the compound 3N (21.7 g), chloroform (261.1 g) and
trifluoroacetic acid (44 g) were added and the gas within the
flask was replaced with argon. Then, the four neck flask was
completely covered against light and a mixture of bromine
(19.0 g) and chloroform (65.3 g) was added dropwise to the
flask over 15 minutes at the room temperature, and the tem-
perature was raised to 35° C. thereafter.

[0300] After stirring for 7 hours at 35° C. while keeping the
temperature, it was cooled to 15° C. or less. The reaction
solution was added with 10% by mass aqueous solution of
sodium sulfite (109 g) and the temperature was raised to the
room temperature. The aqueous layer was separated from the
reaction solution and the organic layer was washed with
water, 5% by mass aqueous solution of sodium hydrogen
carbonate, and water in order. The organic layer obtained was
dried over magnesium sulfate and filtered. The filtered solu-
tion was concentrated to obtain a crude product. The crude
product was re-crystallized twice with a mixture of ethanol
and hexane. The obtained solid was dissolved in hexane, and
purified by using a silica gel column (developing solvent:
hexane). To the resulting hexane solution, activated carbon
(2.1 g) was added and stirred for 1 hour at 45° C. while
keeping the temperature. The obtained mixture was cooled to
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the room temperature, filtered through a filter precoated with
Celite, and the residues were washed several times with hex-
ane. The filtered solutions obtained after several times were
combined and partially concentrated to obtain a hexane solu-
tion. The hexane solution was added with ethanol and the
compound 4N as a white solid (18.8 g). was obtained by
re-crystallization.

[0301] LC-MS (BSI, negative): [M+Cl]~ 648
[0302] 'H-NMR (300 MHz/CDCL,):
[0303]  3(ppm)=0.66-0.98 (6H, m), 1.00-2.20 (34H, m),

7.22-7.78 (6H, m).

[0304] Based on the "H-NMR measurement result, it was
found that the compound 4N is a mixture of isomers with
different stereochemistry (4a:4b:4¢=51:39:10) (molar ratio).

[Chemical Formula 50]

4a

4b

H-C7H15 n—C7H15

4

[0305] Subsequently, the compound SN was synthesized as
described below by using the compound 4N.

[Chemical Formula 51]

H-C7H15 n—C7H15

Compound 4N
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-continued
n-C;Hys

n-CoHjs

Compound SN

[0306] Inthe formula, * means that the carbonatom bearing
the symbol is an asymmetrical carbon atom.

[0307] Toa200mL four neck flask, the compound 4N (9.70
2), bis(pinacolate)diborone (8.82 g) and potassium acetate
(9.25 g) were added and the gas with the flask was replaced
with nitrogen. 1,4-dioxane (95 mL), palladium chloride
(diphenylphosphinoferrocene)dichloromethane adduct
(PACL,(dppf) (CH,CL,) (0.195 g) and diphenylphosphinofer-
rocene (dppf) (0.131 g) were added thereto and stirred for 7
hours at 105° C. The resulting solution was cooled to the room
temperature, and filtered through a funnel precoated with
Celite. The filtered solution was concentrated under reduced
pressure and the obtained concentrated was dissolved in hex-
ane, added with activated carbon, and stirred for 1 hour at 40°
C. with heating. The obtained mixture was cooled to the room
temperature, and filtered through a funnel precoated with
Celite. The solid obtained after concentration under reduced
pressure was re-crystallized with a mixture solvent of toluene
and acetonitrile, and as a result, the compound 5N was
obtained as a white solid (9.0 g).

[0308] LC-MS (ESI, positive, added with KCI): [M+KT*
747
Synthesis Example 15
Synthesis of Compound 2Q
[0309] The compound 1Q (3.00 g) described below, bis

(pinacolate)diborone (2.84 g), potassium acetate (2.99 g),
1,4-dioxane (30 g), palladium chloride (diphenylphosphino-
ferrocene)dichloromethane adduct (PdCl,(dppf) (CH,Cl,)
(83 mg) and diphenylphosphinoferrocene (dppf) (56 mg)
were stirred at 103° C. for 6 hours. The resulting solution was
cooled to the room temperature, and filtered through a funnel
overlaid with Celite. The filtered solution was concentrated
under reduced pressure and the obtained concentrated was
dissolved in hexane, added with activated carbon, and stirred
for 1 hour at 40° C. with heating. The obtained mixture was
cooled to the room temperature, and filtered through a funnel
overlaid with Celite. The solid obtained after concentration
under reduced pressure was re-crystallized with a mixture
solvent of toluene and acetonitrile, and as a result, the com-
pound 2Q was obtained as a white solid (2.6 g).
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[Chemical Formula 52]

CeHjs CH;
CgHy7 CH;
.
Br Br
1Q
CeHyy CH;
CgHy7 CH;
HC CH;
@] O
HsC \ / CH,
/! A\

HsC o " CH;

H3C CH3

Production of Polymers
Polymerization Example 1

Synthesis of Polymer 1

[0310] Under inert atmosphere, the compound 3C (13.380
2, 17.45 mmol), the compound (F8BE: 3.702 g, 6.98 mmol)
represented by the following formula,

[Chemical Formula 53]

- -0

n-CgHy7 n-CgHyy

the compound 2D (16.121 g, 24.93 mmol), dichlorobis(triph-
enylphosphine) palladium (17.5 mg), and toluene (478 ml.)
were mixed and heated to 100° C. 20% by mass aqueous
solution of tetraecthylammonium hydroxide (83.7 g) was
added dropwise to the reaction solution, which was then
refluxed for 4.5 hours. After the reaction, phenylboronic acid
(300 mg) and dichlorobis(triphenylphosphine) palladium
(17.5 mg) were added and reflux was continued for further 14
hours. Next, an aqueous solution of sodium diethyl dithiacar-
bamate was added followed by stirring at 80° C. for 2 hours.
After cooling the mixture obtained, washing was performed
twice with water, twice with 3% by mass aqueous acetic acid
solution, and twice with water, and the obtained solution was
added dropwise to methanol and filtered to obtain a precipi-
tate. The precipitate was dissolved in toluene and passed
through an alumina column and a silica gel column in that
order for purification. The obtained solution was added drop-
wise to methanol and stirred, and then the resulting precipi-
tate was filtered and dried to give 14.75 g of the polymer 1.
The polystyrene equivalent number average molecular
weight of the polymer 1 was 6.1x10% and the polystyrene
equivalent weight average molecular weight was 2.1x10°.
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[0311] The polymer 1 was a copolymer having a constitu-
tional unit represented by the following formula:

[Chemical Formula 54]

CH; CH;

n-Cgllj3 n-Cgllj3

a constitutional unit represented by the following formula;
and

[Chemical Formula 55]

n-CgHy7  n-CgHyz

a constitutional unit represented by the following formula;

[Chemical Formula 56]

in amolar ratio 0f'36:14:50, as the theoretical value calculated
from the amounts of the used starting materials.

Polymerization Example 2

Synthesis of Polymer 2 That is to be Polymerization
Example 1

[0312] Underinertatmosphere, the compound 3A (2.218 g,
3.00 mmol), the compound (the compound 1F: 1.008 g, 3.02
mmol) represented by the following formula,
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[Chemical Formula 57]

Compound 1F

dichlorobis (triphenylphosphine) palladium (2.1 mg), and
toluene (75 mL) were mixed heated to 105° C. 20% by mass
of an aqueous tetracthylammonium hydroxide solution (10
ml) was added dropwise to the reaction solution, which was
then refluxed for 5.5 hours. After the reaction, phenylboronic
acid (36.6 mg), dichlorobis (triphenylphosphine) palladium
(2.1 mg), and 20% by mass of an aqueous tetraethylammo-
nium hydroxide solution (10 mL) were added and was
refluxed for 14 hours. Next, an aqueous solution of sodium
diethyl dithiacarbamate was added thereto followed by stir-
ring at 80° C. for 2 hours. After cooling the mixture obtained,
washing was performed twice with water, twice with 3% by
mass aqueous acetic acid solution, and twice with water, and
the obtained solution was added dropwise to methanol and
filtered to obtain a precipitate. The precipitate was dissolved
in toluene and passed through an alumina column and a silica
gel column in that order for purification. The obtained solu-
tion was added dropwise to methanol and stirred, and then the
resulting precipitate was filtered and dried to give 1.33 g of
the polymer 2. The polystyrene equivalent number average
molecular weight of the polymer 2 (polymer compound) was
1.4x10°, and the polystyrene equivalent weight average
molecular weight was 3.2x10°.

[0313] Thepolymer 2 was an alternating copolymer having
a constitutional unit represented by the following formula,
which corresponds to Z:

[Chemical Formula 58]

n-CeHis n-CeHy3

and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 59]

46

Oct. 10, 2013

in a molar ratio of 50:50, as the theoretical value calculated
from the amounts of the used starting materials, in which the
copolymer consists of the constitutional sequence (n=1) rep-
resented by the formula (1) only.

Polymerization Example 3

Synthesis of Polymer 3 that is to be Polymerization
Working Example 2

[0314] Under inert atmosphere, the compound 3B (2.694 g,
2.97 mmol), the compound 1H (1.008 g, 3.00 mmol), phe-
nylboronic acid (7.3 mg), dichlorobis(triphenylphosphine)
palladium (2.1 mg), and toluene (71 mL) were mixed and
heated to 105° C. 20% by mass aqueous tetraethylammonium
hydroxide solution (10 mL) was added dropwise to the reac-
tion solution, which was then refluxed for 6.5 hours. After the
reaction, phenylboronic acid (36.5 mg), dichlorobis(triph-
enylphosphine) palladium (2.1 mg), and 20% by mass aque-
ous tetraethylammonium hydroxide solution (10 mL) were
added and refluxed for further 16.5 hours. Next, an aqueous
sodium diethyl dithiacarbamate solution was added thereto
followed by stirring at 80° C. for 2 hours. After cooling the
mixture obtained, washing was performed twice with water,
twice with 3% by mass aqueous acetic acid solution, and
twice with water, and the obtained solution was added drop-
wise to methanol and filtered to obtain a precipitate. The
precipitate was dissolved in toluene and passed through an
alumina column and a silica gel column in that order for
purification. The obtained solution was added dropwise to
methanol and stirred, and then the resulting precipitate was
filtered and dried to give 2.13 g of the polymer 3 (polymer
compound). The polystyrene equivalent number average
molecular weight of the polymer 3 was 2.9x10*, and the
polystyrene equivalent weight average molecular weight was
8.6x10™.

[0315] The polymer 3 was an alternating copolymer having
a constitutional unit represented by the following formula,
which corresponds to Z:

Chemical Formula 60
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and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 61]

in a molar ratio of 50:50, as the theoretical value calculated
from the amounts of the used starting materials, in which the
copolymer consists of the constitutional sequence (n=1) rep-
resented by the formula (1) only.

Polymerization Example 4

Synthesis of Polymer 4 that is to be Polymerization
Working Example 3

[0316] Under inert atmosphere, the compound 3C (2.300 g,
3.00 mmol), the compound 1H (1.008 g, 3.00 mmol), dichlo-
robis(triphenylphosphine) palladium (2.1 mg), and toluene
(71 mL) were mixed and heated to 105° C. 20% by mass
aqueous tetraethylammonium hydroxide solution (10 ml)
was added dropwise to the reaction solution, which was then
refluxed for 3.5 hours. After the reaction, phenylboronic acid
(37.0 mg), dichlorobis(triphenylphosphine) palladium (2.1
mg), and 20% by mass aqueous tetraethylammonium hydrox-
ide solution (10 mL) were added and refluxed for 16 hours.
Next, an aqueous solution of sodium diethyl dithiacarbamate
was added thereto followed by stirring at 80° C. for 2 hours.
After cooling the mixture obtained, washing was performed
twice with water, twice with 3% by mass aqueous acetic acid
solution, and twice with water, and the obtained solution was
added dropwise to methanol and filtered to obtain a precipi-
tate. The precipitate was dissolved in toluene and passed
through an alumina column and a silica gel column in that
order for purification. The obtained solution was added drop-
wise to methanol and stirred, and then the resulting precipi-
tate was filtered and dried to give 1.50 g of the polymer 6
(polymer compound). The polystyrene equivalent number
average molecular weight of the polymer 6 was 1.3x10°, and
the polystyrene equivalent weight average molecular weight
was 3.6x10°,

[0317] Thepolymer 4 was an alternating copolymer having
a constitutional unit represented by the following formula,
which corresponds to Z:

i)

[Chemical Formula 62]

CH; CH;

n-Cgllj3 n-Cellj3
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and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 63]

in a molar ratio of 50:50, as the theoretical value calculated
from the amounts of the used starting materials, in which the
copolymer consists of the constitutional sequence (n=1) rep-
resented by the formula (1) only.

Polymerization Example 5

Synthesis of Polymer 5 that is to be Polymerization
Working Example 4

[0318] Under inert atmosphere, the compound 3B (1.785 g,
1.97 mmol), the compound 1E (0.720 g, 2.00 mmol), dichlo-
robis (triphenylphosphine) palladium (1.4 mg), and toluene
(47 mL) were mixed and heated to 105° C. 20% by mass
aqueous tetraethylammonium hydroxide solution (7 mL) was
added dropwise to the reaction solution, which was then
refluxed for 4 hours. After the reaction, phenylboronic acid
(24.4 mg), dichlorobis (triphenylphosphine) palladium (1.3
mg), and 20% by mass aqueous tetracthylammonium hydrox-
ide solution (7 mL) were added and refluxed for 19 hours.
Next, an aqueous sodium diethyl dithiacarbamate solution
was added thereto followed by stirring at 80° C. for 2 hours.
After cooling the mixture obtained, washing was performed
twice with water, twice with 3% by mass aqueous acetic acid
solution, and twice with water, and the obtained solution was
added dropwise to methanol and filtered to obtain a precipi-
tate. The precipitate was dissolved in toluene and passed
through an alumina column and a silica gel column in that
order for purification. The obtained solution was added drop-
wise to methanol and stirred, and then the resulting precipi-
tate was filtered and dried to give 1.41 g of the polymer 5
(polymer compound). The polystyrene equivalent number
average molecular weight of the polymer 5 was 6.1x10%, and
the polystyrene equivalent weight average molecular weight
was 1.5x10°.

[0319] Thepolymer 5 was an alternating copolymer having
a constitutional unit represented by the following formula,
which corresponds to Z:
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[Chemical Formula 64]

and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 65]

in a molar ratio of 50:50, as the theoretical value calculated
from the amounts of the used starting materials, in which the
copolymer consists of the constitutional sequence (n=1) rep-
resented by the formula (1) only.

Polymerization Example 6

Synthesis of Polymer 6 that is to be Polymerization
Working Example 5

[0320] Under inert atmosphere, the compound 3B (1.805 g,
1.99 mmol), the compound 17 (1.024 g, 2.00 mmol) repre-
sented by the following formula,

[Chemical Formula 66]

acetic acid palladium (0.5 mg), tris(tri-o-methoxyphe-
nylphosphine) (2.8 mg), and toluene (60 mlL) were mixed and
heated to 105° C. 20% by mass aqueous tetraethylammonium
hydroxide solution (7 mL) was added dropwise to the reaction
solution, which was then refluxed for 3 hours. After the reac-
tion, phenylboronic acid (24.4 mg), acetic acid palladium (0.5
mg), tris(tri-o-methoxyphenylphosphine) (2.8 mg), and 20%
by mass aqueous tetracthylammonium hydroxide solution (7
mL) were added and refluxed for further 18.5 hours. Next, an
aqueous sodium diethyl dithiacarbamate solution was added
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followed by stirring at 80° C. for 2 hours. After cooling the
mixture obtained, washing was performed twice with water,
twice with 3% by mass aqueous acetic acid solution, and
twice with water, and the obtained solution was added drop-
wise to methanol and filtered to obtain a precipitate. The
precipitate was dissolved in toluene and passed through an
alumina column and a silica gel column in that order for
purification. The obtained solution was added dropwise to
methanol and stirred, and then the resulting precipitate was
filtered and dried to give 0.87 g of the polymer 6 (polymer
compound). The polystyrene equivalent number average
molecular weight of the polymer 6 was 5.6x10*, and the
polystyrene equivalent weight average molecular weight was
3.1x10°.

[0321] Thepolymer 6 was an alternating copolymer having
a constitutional unit represented by the following formula,
which corresponds to Z:

[Chemical Formula 67]

and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 68]

in a molar ratio of 50:50, as the theoretical value calculated
from the amounts of the used starting materials, in which the
copolymer consists of the constitutional sequence (n=2) rep-
resented by the formula (1) only.

Polymerization Example 7

Synthesis of Polymer 7

[0322] Under inert atmosphere, the compound 3B (2.688 g,
2.96 mmol), the compound 1K (1.640 g, 1.80 mmol) repre-
sented by the following formula:
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[Chemical Formula 69]
Br Br

O

n-CsHyy  n-CgHys

HyC CHy

the compound F8BR: 0.411 g, 0.75 mmol) represented by the
following formula; and

O

n-CgHy;  n-CeHyy

[Chemical Formula 70]

the compound 1T, (0.238 g, 0.45 mmol) represented by the
following formula,

QO
A A

dichlorobis(triphenylphosphine) palladium (2.1 mg), and
toluene (62 mL) were mixed and heated to 105° C. 20% by
mass an aqueous tetracthylammonium hydroxide solution
(10 mL) was added dropwise to the reaction solution, which
was then refluxed for 3 hours and 20 minutes. After the
reaction, phenylboronic acid (36.8 mg), dichlorobis(triph-
enylphosphine) palladium (2.1 mg), and 20% by mass an
aqueous tetraethylammonium hydroxide solution (10 mL)
were added and refluxed for 16 hours. Next, aqueous solution
of sodium diethyl dithiacarbamate was added followed by
stirring at 80° C. for 2 hours. After cooling the mixture
obtained, washing was performed twice with water, twice
with a 3% by mass of an aqueous acetic acid solution, and
twice with water, and the obtained solution was added drop-
wise to methanol and filtered to obtain a precipitate. The
precipitate was dissolved in toluene and passed through an
alumina column and a silica gel column in that order for
purification. The obtained solution was added dropwise to
methanol and stirred, and then the resulting precipitate was
filtered and dried to give the polymer 7 (3.12 g). The poly-
styrene equivalent number average molecular weight of the

[Chemical Formula 71]
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polymer 7 was 8.0x10% and the polystyrene equivalent
weight average molecular weight was 2.6x10°.

[0323] The polymer 7 was a copolymer having a constitu-
tional unit represented by the following formula:

Chemical Formula 72

n-CeHys

n-CgHjz

a constitutional unit represented by the following formula;

[Chemical Formula 73]

O

n-CgHy7 n-CgHys

H,C CH,

a constitutional unit represented by the following formula;
and

[Chemical Formula 74]

n-CgHy;  n-CgHys

and a constitutional unit represented by the following for-
mula:

[Chemical Formula 75]

in a molar ratio of 50:30:12.5:7.5, as the theoretical value
calculated from the amounts of the used starting materials.
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Polymerization Example 8

Synthesis of Polymer 8 that is to be Polymerization
Working Example 6

[0324] Under inert atmosphere, the compound 41 (1.725 g,
2.55 mmol), the compound 1H (0.8401 g, 2.50 mmol),
dichlorobis(tris-o-methoxyphenylphosphine) palladium (2.2
mg), and toluene (39 mL) were mixed and heated to 100° C.
20% by mass aqueous tetraethylammonium hydroxide solu-
tion (8.3 mL) was added dropwise to the reaction solution,
which was then refluxed for 2.5 hours. After the reaction,
phenylboronic acid (30.5 mg), dichlorobis(tris-o-methox-
yphenylphosphine) palladium (2.2 mg), and 20% by mass
aqueous tetraethylammonium hydroxide solution (8.3 mL)
were added and refluxed for 12 hours. Next, an aqueous
sodium diethyl dithiacarbamate solution was added thereto
followed by stirring at 80° C. for 2 hours. After cooling the
mixture obtained, washing was performed twice with water
(18 mL), twice with 3% by mass aqueous acetic acid solution
(18 mL), and twice with water (18 mL), and the obtained
solution was added dropwise to methanol (253 mlL) and fil-
tered to obtain a precipitate. The precipitate was dissolved in
toluene (52 mL) and passed through an alumina column and
asilica gel column in that order for purification. The obtained
solution was added dropwise to methanol (253 ml) and
stirred, and then the resulting precipitate was filtered and
dried to give 6.4 g of the polymer 15 (polymer compound).
The polystyrene equivalent number average molecular
weight of the polymer 15 was 1.2x10°, and the polystyrene
equivalent weight average molecular weight was 4.8x10°.

[0325] Thepolymer 8 was an alternating copolymer having
a constitutional unit represented by the following formula,
which corresponds to Z:

[Chemical Formula 76]

n-CgHy3

and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 77]
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in a molar ratio of 50:50, as the theoretical value calculated
from the amounts of the used starting materials, in which the
copolymer consists of the constitutional sequence (n=1) rep-
resented by the formula (1) only.

Polymerization Example 9

Synthesis of Polymer 9 that is Polymerization
Working Example 7

[0326] Under inert atmosphere, the compound 41 (1.999 g,
3.0 mmol), the compound 1T (1.345 g, 3.0 mmol), dichloro-
bis (tris-o-methoxyphenylphosphine) palladium (2.7 mg),
and toluene (55 mL) were mixed and heated to 100° C. 20%
by mass aqueous tetraethylammonium hydroxide solution
(10 mL) was added dropwise to the reaction solution, which
was then refluxed for 6.5 hours. After the reaction, phenylbo-
ronic acid (37 mg), dichlorobis(tris-o-methoxyphenylphos-
phine) palladium (2.7 mg), and 20% by mass aqueous tetra-
ethylammonium hydroxide solution (10 ml) were added
thereto and refluxed for 12 hours. Next, an aqueous solution
of sodium diethyl dithiacarbamate was added thereto and
followed by stirring at 80° C. for 2 hours. After cooling the
mixture obtained, washing was performed twice with water
(30 mL), twice with a 3% by mass of an aqueous acetic acid
solution (30 mL), and twice with water (30 mL), and the
obtained solution was added dropwise to methanol and fil-
tered to obtain a precipitate. The precipitate was dissolved in
toluene (123 mL) and passed through an alumina column and
asilica gel column in that order for purification. The obtained
solution was added dropwise to methanol (360 mL) and
stirred, and then the resulting precipitate was filtered and
dried to give the polymer 9 (polymer compound: 1.37 g). The
polystyrene equivalent number average molecular weight of
the polymer 9 was 9.4x10%, and the polystyrene equivalent
weight average molecular weight was 2.6x10°.

[0327] Thepolymer 9 was an alternating copolymer having
a constitutional unit represented by the following formula,
which corresponds to Z:

Chemical Formula 78




US 2013/0264562 Al

and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 79]
H;C —

H:C

in a molar ratio of 50:50, as the theoretical value calculated
from the amounts of the used starting materials, in which the
copolymer consists of the constitutional sequence (n=1) rep-
resented by the formula (1) only.

Polymerization Example 10

Synthesis of Polymer 10 that is Polymerization
Working Example 8

[0328] Under inert atmosphere, the compound 3P (1.782 g,
2.95 mmol), the compound 1T (1.345 g, 3.00 mmol), dichlo-
robis(tris-o-methoxyphenylphosphine) palladium (2.7 mg),
and toluene (50 mL) were mixed and heated to 100° C. 20%
by mass aqueous tetracthylammonium hydroxide solution
(10 mL) was added dropwise to the reaction solution, which
was then refluxed for 3.0 hours. After the reaction, phenylbo-
ronic acid (37 mg), dichlorobis(tris-o-methoxyphenylphos-
phine) palladium (2.7 mg), and 20% by mass aqueous tetra-
ethylammonium hydroxide solution (10 mL) were added
thereto and refluxed for 12 hours. Next, aqueous solution of
sodium diethy] dithiacarbamate was added thereto followed
by stirring at 80° C. for 2 hours. After cooling the mixture
obtained, washing was performed twice with water (27 mL),
twice with 3% by mass aqueous acetic acid solution (27 mL),
and twice with water (27 mL), and the obtained solution was
added dropwise to methanol (323 mL) and filtered to give a
precipitate. The precipitate was dissolved in toluene (199
ml) and passed through an alumina column and a silica gel
column in that order for purification. The obtained solution
was added dropwise to methanol (323 mL) and stirred, and
then the resulting precipitate was filtered and dried to give the
polymer 10 (polymer compound: 1.60 g). The polystyrene
equivalent number average molecular weight of the polymer
10 was 4.4x10%, and the polystyrene equivalent weight aver-
age molecular weight was 2.9x10°.

[0329] The polymer 10 was an alternating copolymer hav-
ing a constitutional unit represented by the following for-
mula, which corresponds to Z:
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Chemical Formula 8§0

CH;

and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 81]
H;C —

H;C

in a molar ratio of 50:50, as the theoretical value calculated
from the amounts of the used starting materials, in which the
copolymer consists of the constitutional sequence (n=1) rep-
resented by the formula (1) only.

Polymerization Example 12

Synthesis of Polymer 12 that is Polymerization
Working Example 10

[0330] Under inert atmosphere, the compound 3P (0.7300
g, 1.21 mmol), the compound 5N (0.8858 g, 1.25 mmol), the
compound 1T (1.1206 g, 2.50 mmol), dichlorobis(tris-o-
methoxyphenylphosphine) palladium (2.2 mg), and toluene
(45 mL) were mixed and heated to 100° C. 20% by mass
aqueous tetracthylammonium hydroxide solution (8.3 mL)
was added dropwise to the reaction solution, which was then
refluxed for 4 hours. After the reaction, phenylboronic acid
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(31 mg), dichlorobis(tris-o-methoxyphenylphosphine) palla-
dium (2.2 mg), and 20% by mass an aqueous tetraethylam-
monium hydroxide solution (8.3 mL) were added thereto and
refluxed for 20 hours. Next, an aqueous sodium diethyl dithi-
acarbamate solution was added thereto followed by stirring at
80° C. for 2 hours. After cooling the mixture obtained, wash-
ing was performed twice with water (24 mL), twice witha3%
by mass of an aqueous acetic acid solution (24 mL), and twice
with water (24 mL), and the obtained solution was added
dropwise to methanol (292 mL) and filtered to give a precipi-
tate. The precipitate was dissolved in toluene (120 mL) and
passed through an alumina column and a silica gel column in
that order for purification. The obtained solution was added
dropwise to methanol (292 mL) and stirred, and then the
resulting precipitate was filtered and dried to give the polymer
12 (polymer compound: 1.25 g). The polystyrene equivalent
number average molecular weight of the polymer 12 was
7.0x10% and the polystyrene equivalent weight average
molecular weight was 8.0x10°.

[0331] The polymer 12 was a copolymer having a consti-
tutional unit represented by the following formula, which
corresponds to Z:

Chemical Formula §2

a constitutional unit represented by the following formula,
which corresponds to Z:

[Chemical Formula 83]
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and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 84]

HiC

in amolar ratio 0 25:25:50, as the theoretical value calculated
from the amounts of the used starting materials, in which the
copolymer consists of the constitutional sequence (n=1) rep-
resented by the formula (1) only.

Polymerization Example 13

Synthesis of Polymer 13 that is to be Polymerization
Working Example 11

[0332] Under inert atmosphere, the compound 2Q (1.3419
2, 1.960 mmol), the compound 41 (0.3383 g, 0.500 mmol), the
compound 1T (1.1206 g, 2.50 mmol), dichlorobis(tris-o-
methoxyphenylphosphine) palladium (2.2 mg), and toluene
(46 mL) were mixed and heated to 100° C. 20% by mass
aqueous tetracthylammonium hydroxide solution (8.3 mL)
was added dropwise to the reaction solution, which was then
refluxed for 4 hours. After the reaction, phenylboronic acid
(31 mg), dichlorobis(tris-o-methoxyphenylphosphine) palla-
dium (2.2 mg), and 20% by mass aqueous tetraecthylammo-
nium hydroxide solution (8.3 mL) were added thereto and
refluxed for 20 hours. Next, aqueous sodium diethyl dithi-
acarbamate solution was added thereto followed by stirring at
80° C. for 2 hours. After cooling the mixture obtained, wash-
ing was performed twice with water (25 mL), twice with 3%
by mass an aqueous acetic acid solution (25 mL), and twice
with water (25 mL), and the obtained solution was added
dropwise to methanol (303 mL) and filtered to give a precipi-
tate. The precipitate was dissolved in toluene (124 mL) and
passed through an alumina column and a silica gel column in
that order for purification. The obtained solution was added
dropwise to methanol (673 mL) and stirred, and then the
resulting precipitate was filtered and dried to give the polymer
13 (polymer compound: 1.36 g). The polystyrene equivalent
number average molecular weight of the polymer 13 was
7.5x10% and the polystyrene equivalent weight average
molecular weight was 3.0x10°.

[0333] The polymer 13 was a copolymer having a consti-
tutional unit represented by the following formula, which
corresponds to 7:
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[Chemical Formula 85]

a constitutional unit represented by the following formula,
which corresponds to Z:

[Chemical Formula 86]

n-CgHy3

and a constitutional unit represented by the following for-
mula, which corresponds to Y:

Chemical Formula 87

§

in amolar ratio of 40:10:50, as the theoretical value calculated
from the amounts of the used starting materials, in which the
copolymer consists of the constitutional sequence (n=1) rep-
resented by the formula (1) only.

Polymerization Example 14

Synthesis of Polymer 14 that is to be Polymerization
Working Example 12

[0334] Under inert atmosphere, the compound 3P (0.7330
g, 1.213 mmol), the compound 41 (0.8457 g, 1.250 mmol), the
compound 1T (1.1206 g, 2.50 mmol), dichlorobis(tris-o-
methoxyphenylphosphine) palladium (2.2 mg), and toluene
(44 mL) were mixed heated to 100° C. 20% by mass aqueous
tetraethylammonium hydroxide solution (8.3 mL) was added
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dropwise to the reaction solution, which was then refluxed for
5 hours. After the reaction, phenylboronic acid (31 mg),
dichlorobis(tris-o-methoxyphenylphosphine) palladium (2.2
mg), and 20% by mass aqueous tetracthylammonium hydrox-
ide solution (8.3 mL) were added thereto and refluxed for
further 20 hours. Next, aqueous sodium diethyl dithiacarbam-
ate solution was added thereto followed by stirring at 80° C.
for 2 hours. After cooling the mixture obtained, washing was
performed twice with water (24 mL), twice with 3% by mass
aqueous acetic acid solution (24 mL), and twice with water
(24 mL), and the obtained solution was added dropwise to
methanol (285 mL) and filtered to give a precipitate. The
precipitate was dissolved in toluene (117 mL) and passed
through an alumina column and a silica gel column in that
order for purification. The obtained solution was added drop-
wise to methanol (380 mL) and stirred, and then the resulting
precipitate was filtered and dried to give the polymer 14
(polymer compound: 1.14 g). The polystyrene equivalent
number average molecular weight of the polymer 14 was
8.0x10* and the polystyrene equivalent weight average
molecular weight was 2.6x10°.

[0335] The polymer 21 was a copolymer having a consti-
tutional unit represented by the following formula, which
corresponds to Z in the formula (1):

[Chemical Formula 88]

HC

a constitutional unit represented by the following formula,
which corresponds to Z:

Chemical Formula 89
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and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 90]
H;C

HC

in amolar ratio 0£25:25:50, as the theoretical value calculated
from the amounts of the used starting materials, in which the
copolymer consists of the constitutional sequence (n=1) rep-
resented by the formula (1) only.

Polymerization Example 15

Synthesis of Polymer 15 that is to be Polymerization
Working Example 13

[0336] Under inert atmosphere, the compound 3P (4.9955
g, 8.264 mmol), the compound 41(1.4208 g, 2.100 mmol), the
compound 1T (4.7064 g, 10.500 mmol), dichlorobis(tris-o-
methoxyphenylphosphine) palladium (9.3 mg), and toluene
(177 mL) were mixed and heated to 100° C. 20% by mass
aqueous tetraethylammonium hydroxide solution (35 ml)
was added dropwise to the reaction solution, which was then
refluxed for 4 hours. After the reaction, phenylboronic acid
(128 mg), dichlorobis(tris-o-methoxyphenylphosphine) pal-
ladium (9.3 mg), and 20% by mass aqueous tetracthylammo-
nium hydroxide solution (35 mL) were added thereto and
refluxed for 20 hours. Next, aqueous sodium diethyl dithi-
acarbamate solution was added thereto followed by stirring at
80° C. for 2 hours. After cooling the mixture obtained, wash-
ing was performed twice with water (96 mL), twice with 3%
by mass aqueous acetic acid solution (96 mL), and twice with
water (96 mL), and the obtained solution was added dropwise
to methanol (1158 mLL) and filtered to give a precipitate. The
precipitate was dissolved in toluene (237 mL) and passed
through an alumina column and a silica gel column in that
order for purification. The obtained solution was added drop-
wise to methanol (1158 mL) and stirred, and then the result-
ing precipitate was filtered and dried to give the polymer 15
(polymer compound: 5.0 g). The polystyrene equivalent num-
ber average molecular weight of the polymer 15 was 7.0x10%,
and the polystyrene equivalent weight average molecular
weight was 2.6x10°.

[0337] The polymer 15 was a copolymer having a consti-
tutional unit represented by the following formula, which
corresponds to Z:
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Chemical Formula 91

CH;

a constitutional unit represented by the following formula,
which corresponds to Z:

[Chemical Formula 92]

n-CgH3

and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 93]
HsC

H,C
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in amolar ratio of 40:10:50, as the theoretical value calculated
from the amounts of the used starting materials, in which the
copolymer consists of the constitutional sequence (n=1) rep-
resented by the formula (1) only.

Polymerization Example 16

Synthesis of Polymer 16 that is to be Polymerization
Working Example 14

[0338] Under inert atmosphere, the compound 3B (8.888 g,
9.80 mmol), the compound 2B (0.813 g. 1.00 mmol), the
compound 1H (3.024 g, 9.00 mmol), dichlorobis(triph-
enylphosphine) palladium (7.0 mg), and toluene (202 mL)
were mixed and heated to 100° C. 20% by mass aqueous
tetraethylammonium hydroxide solution (33 mL) was added
dropwise to the reaction solution, which was then refluxed for
6 hours. After the reaction, phenylboronic acid (122 mg),
dichlorobis(triphenylphosphine) palladium (7.0 mg), and
20% by mass of an aqueous tetraethylammonium hydroxide
solution (33 mL) were added thereto and refluxed for 12
hours. Next, aqueous solution of sodium diethy] dithiacar-
bamate was added thereto followed by stirring at 80° C. for 2
hours. After cooling the mixture obtained, washing was per-
formed twice with water (129 mL), twice with 3% by mass
aqueous acetic acid solution (129 mL), and twice with water
(129 mL), and the obtained solution was added dropwise to
methanol (1560 mL) and filtered to obtain a precipitate. The
precipitate was dissolved in toluene (320 mL) and passed
through an alumina column and a silica gel column in that
order for purification. The obtained solution was added drop-
wise to methanol (1560 mL) and stirred, and then the result-
ing precipitate was filtered and dried to give the polymer 16
(polymer compound: 6.4 g). The polystyrene equivalent num-
ber average molecular weight of the polymer 16 was 6.9x10%,
and the polystyrene equivalent weight average molecular
weight was 2.1x10°.

[0339] The polymer 16 was a copolymer having a consti-
tutional unit represented by the following formula, which
corresponds to Z:

[Chemical Formula 94]
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and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 95]

in a molar ratio of 55:45, as the theoretical value calculated
from the amounts of the used starting materials. The copoly-
mer corresponded to the Polymerization condition 9 using the
Polymerization simulation described above, and it was a
polymer containing the constitutional sequence (n=1, m'=9.
9) included in the copolymer, which is represented by the
formula (1).

Polymerization Example 17

Synthesis of Polymer 17 that is to be Polymerization
Working Example 15

[0340] Under inert atmosphere, the compound 3B (8.888 g,
9.80 mmol), the compound 2B (1.6257 g, 2.00 mmol), the
compound 1F (2.688 g, 6.00 mmol), dichlorobis(triph-
enylphosphine) palladium (7.0 mg), and toluene (213 mL)
were mixed and heated to 100° C. 20% by mass aqueous
tetracthylammonium hydroxide solution (33 mL) was added
dropwise to the reaction solution, which was then refluxed for
6 hours. After the reaction, phenylboronic acid (122 mg),
dichlorobis(triphenylphosphine) palladium (7.0 mg), and
20% by mass of an aqueous tetracthylammonium hydroxide
solution (33 mL) were added thereto and refluxed for 12
hours. Next, aqueous solution of sodium diethy! dithiacar-
bamate was added thereto followed by stirring at 80° C. for 2
hours. After cooling the mixture obtained, washing was pet-
formed twice with water (129 mL), twice with 3% by mass
aqueous acetic acid solution (129 mL), and twice with water
(129 mL), and the obtained solution was added dropwise to
methanol (1560 mL) and filtered to obtain a precipitate. The
precipitate was dissolved in toluene (320 ml.) and passed
through an alumina column and a silica gel column in that
order for purification. The obtained solution was added drop-
wise to methanol (1560 mL) and stirred, and then the result-
ing precipitate was filtered and dried to give the polymer 17
(polymer compound: 9.12 g). The polystyrene equivalent
number average molecular weight of the polymer 17 was
3.1x10% and the polystyrene equivalent weight average
molecular weight was 9.5x10°,

[0341] The polymer 17 was a copolymer having a consti-
tutional unit represented by the following formula, which
corresponds to 7:
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[Chemical Formula 96]

and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 97]

in a molar ratio of 60:40, as the theoretical value calculated
from the amounts of the used starting materials. The copoly-
mer corresponded to the Polymerization condition 8 using the
Polymerization simulation described above, and it was a
polymer containing the constitutional sequence (n=1, m'=5.
35) included in the copolymer, which is represented by the
formula (1).

Polymerization Example 18

Synthesis of Polymer 18

[0342] Underinert atmosphere, the compound 3B (1.796 g,
1.98 mmol), the compound 2B (0.650 g, 0.80 mmol), the
compound 1H (0.403 g, 1.2 mmol), dichlorobis(triph-
enylphosphine) palladium (1.4 mg), and toluene (47 ml)
were and heated to 100° C. 20% by mass aqueous tetraethy-
lammonium hydroxide solution (6.6 mL) was added drop-
wise to the reaction solution, which was then refluxed for 5
hours. After the reaction, phenylboronic acid (24.4 mg),
dichlorobis(triphenylphosphine) palladium (1.4 mg), and
20% by mass aqueous tetraethylammonium hydroxide solu-
tion (6.6 mL) were added thereto and refluxed for further 20
hours. Next, aqueous solution of sodium diethyl dithiacar-
bamate was added thereto followed by stirring at 80° C. for 2
hours. After cooling the mixture obtained, washing was per-
formed twice with water (26 mL), twice with a 3% by mass of
an aqueous acetic acid solution (26 mL), and twice with water
(26 mL), and the obtained solution was added dropwise to
methanol (311 mL) and filtered to give a precipitate. The
precipitate was dissolved in toluene (63 ml) and passed
through an alumina column and a silica gel column in that
order for purification. The obtained solution was added drop-
wise to methanol (311 mL) and stirred, and then the resulting
precipitate was filtered and dried to give the polymer 18 (1.74
g). The polystyrene equivalent number average molecular
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weight of the polymer 18 was 1.1x10°, and the polystyrene
equivalent weight average molecular weight was 3.7x10°.
[0343] The polymer 18 was a copolymer having a consti-
tutional unit represented by the following formula, which
corresponds to Z:

[Chemical Formula 98]

and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 99]

in a molar ratio of 70:30, as the theoretical value calculated
from the amounts of the used starting materials. The copoly-
mer corresponded to the Polymerization condition 6 using the
“Polymerization simulation” described above, and it was a
polymer containing the constitutional sequence (n=1, m'=2.
95) included in the copolymer, which is represented by the
formula (1).

Polymerization Example 19

Synthesis of Polymer 19

[0344] Under inert atmosphere, the compound 3B (1.796 g,
1.98 mmol), the compound 3C (1.301 g, 1.60 mmol), the
compound 1F (0.131 g, 0.40 mmol), dichlorobis(triph-
enylphosphine) palladium (1.4 mg), and toluene (47 mL)
were mixed and heated to 100° C. 20% by mass aqueous
tetracthylammonium hydroxide solution (6.7 mL) was added
dropwise to the reaction solution, which was then refluxed for
5 hours. After the reaction, phenylboronic acid (24.4 mg),
dichlorobis(triphenylphosphine) palladium (1.4 mg), and
20% by mass aqueous tetraethylammonium hydroxide solu-
tion (6.6 mL) were added thereto and refluxed for further 20
hours. Next, aqueous solution of sodium diethyl dithiacar-
bamate was added thereto followed by stirring at 80° C. for 2
hours. After cooling the mixture obtained, washing was per-
formed twice with water (26 mL), twice with 3% by mass
aqueous acetic acid solution (26 mL), and twice with water
(26 mL), and the obtained solution was added dropwise to
methanol (311 mL) and filtered to give a precipitate. The
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precipitate was dissolved in toluene (63 mL) and passed
through an alumina column and a silica gel column in that
order for purification. The obtained solution was added drop-
wise to methanol (311 mL) and stirred, and then the resulting
precipitate was filtered and dried to give the polymer 19 (2.07
g). The polystyrene equivalent number average molecular
weight of the polymer 19 was 1.1x10°, and the polystyrene
equivalent weight average molecular weight was 3.4x10°.
[0345] The polymer 19 was a copolymer having a consti-
tutional unit represented by the following formula, which
corresponds to Z:

[Chemical Formula 100]

and a constitutional unit represented by the following for-
mula, which corresponds to Y:

Chemical Formula 101

in a molar ratio of 90:10, as the theoretical value calculated
from the amounts of the used starting materials. The copoly-
mer corresponded to the Polymerization condition 2 using the
“Polymerization simulation” described above, and it was a
polymer containing the constitutional sequence (n=1, m'=1.
75) included in the copolymer, which is represented by the
formula (1).

Polymerization Example 20

Synthesis of Polymer 20

[0346] Under inert atmosphere, the compound F8BE
(1.254 g, 2.0 mmol), the compound 1T (0.896 g, 2.0 mmol),
dichlorobis(tris-o-methoxyphenylphosphine) palladium (1.8
mg), and toluene (47 mL) were mixed and heated to 100° C.
20% by mass aqueous tetraethylammonium hydroxide solu-
tion (6.6 mL) was added dropwise to the reaction solution,
which was then refluxed for 5 hours. After the reaction, phe-
nylboronic acid (24.4 mg), dichlorobis(tris-o-methoxyphe-
nylphosphine) palladium (1.8 mg), and 20% by mass aqueous
tetraethylammonium hydroxide solution (6.6 ml) were
added thereto and refluxed for further 20 hours. Next, aque-
ous solution of sodium diethyl dithiacarbamate was added
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thereto followed by stirring at 80° C. for 2 hours. After cool-
ing the mixture obtained, washing was performed twice with
water (26 mL), twice with 3% by mass aqueous acetic acid
solution (26 mL), and twice with water (26 mL), and the
obtained solution was added dropwise to methanol (311 mL)
and filtered to give a precipitate. The precipitate was dis-
solved in toluene (63 mL) and passed through an alumina
column and a silica gel column in that order for purification.
The obtained solution was added dropwise to methanol (311
mL) and stirred, and then the resulting precipitate was filtered
and dried to give the polymer 20 (0.99 g). The polystyrene
equivalent number average molecular weight of the polymer
20 was 5.0x10%, and the polystyrene equivalent weight aver-
age molecular weight was 1.4x10°.

[0347] The polymer 20 was a copolymer having a consti-
tutional unit represented by the following formula, which
corresponds to Z:

[Chemical Formula 102]

n-CgHy;  n-CsHyy

and a constitutional unit represented by the following for-
mula, which corresponds to Y:

[Chemical Formula 103]
H;C

HsC

in a molar ratio of 50:50, as the theoretical value calculated
from the amounts of the used starting materials.

Synthesis Example 16

Synthesis of Low Molecular Weight Fluorescent
Substance 1

[0348] Under inert gas atmosphere, 4-octylphenyl pheny-
lamine (4.92 g, 17.48 mmol), tris(dibenzylidene acetone)
dipalladium (0.076 g, 0.08 mmol), tri-tert-butylphosphonium
tetrafluoroborate (0.095 g, 0.33 mmol), and sodium tert-bu-
toxide (2.40 g, 24.97 mmol) were added with 11 mL of
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toluene and dissolved therein by heating to 100° C. under
stirring. To the solution obtained, dibromopyrene (3.00 g,
8.33 mmol) was added at 100° C. followed by stirring at 100°
C. for 5 hours. After cooling to a room temperature, the
reaction solution was added with toluene, stirred, and filtered
through a filter overlaid with silica gel. The filtered solution
was concentrated and solidified by drying. The solid obtained
was re-crystallized with toluene and methanol and further
re-crystallized with hexane to obtain the low molecular
weight fluorescent substance 1 that is represented by the
following formula (2.53 g, vield 40%).

[0349] 'H-NMR (300 MHz/CDCl,):

[0350] d(ppm)=0.89 (t, 6H), 1.28 (m, 20H), 1.58 (m, 4H),
2.53 (t,4H), 6.90 (t, 2H), 7.01 (m, 12H), 7.18 (t,4H), 7.79 (d,
2H), 7.89 (d, 2H), 8.07 (d, 2H), 8.13 (d, 2H).

Chemical Formula 104

~{ N -
e

4-octylphenyl
phenylamine

) Q
Q Br

dibromopyrene

H_CSH”O

2 H-C3H17

OO

NOH-C3H17

low molecular weight
fluorescent substance 1

QO

Fabrication and evaluation Of Organic EL Device
Example 1

Fabrication and Evaluation of the Organic EL Device
1

[0351] AQ-1200 (manufactured by Plextronics) that was a
polythiophene.sulfonic acid based hole injection agent was
coated by spin coating method onto a glass panel on which an
ITO film had been formed to thickness of 45 nm by sputtering
method, with a film thickness of 50 nm. It was then dried on
ahot plate at 170° C. for 15 minutes to fabricate a substrate for
organic EL.

[0352] Next, the hole transport polymer (polymer 7) which
has been dissolved in xylene solvent to the concentration of
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0.7% by mass was spin-coated to form a film with thickness
of about 20 nm. After that, it was treated with heat for 60
minutes at 180° C. on a hot plate under nitrogen atmosphere.
[0353] Next,a solution of the polymer 2 dissolved in xylene
solvent to the concentration of 1.2% by mass, and a solution
of the low molecular weight fluorescent substance 1 dissolved
in xylene solvent to the concentration of 1.2% by mass were
mixed such that the polymer 2: the low molecular weight
fluorescent substance 1=95:5 in terms of weight ratio, thus
vielding the composition 1.

[0354] The composition 1 was formed into a film on the
substrate described above by spin coating at a rotation speed
of 1200 rpm to fabricate a light emitting layer with a thickness
of about 60 nm. This was dried under a nitrogen gas atmo-
sphere at 130° C. for 10 minutes, after which as a cathode,
sodium fluoride was deposited in a thickness of about 3 nm,
and aluminum was then deposited in a thickness of about 80
nm to prepare the organic EL device 1. After the degree of
vactum reaches 1x10~* Pa or lower, deposition of metal was
started.

[0355] A voltage was applied to the obtained organic EL
device 1, and EL light emission having a peak at 465 nm
which originates from the low molecular weight fluorescent
substance 1 was obtained from the device. The device started
to emit light at 2.9 V and had a maximum light emitting
efficiency of 8.0 cd/A.

[0356] A current value was set so that the organic EL device
1 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
45 hours.

Example 2

Fabrication and Evaluation of the Organic EL Device
2

[0357] The organic EL device 2 was fabricated in the same
manner as Example 1 except that, instead of the composition
1 of Example 1, the composition 2 obtained by mixing a
solution of the polymer 3 dissolved in xylene solvent to the
concentration of 1.2% by mass, a solution of the low molecu-
lar weight fluorescent substance 1 dissolved in xylene solvent
to the concentration of 1.2% by mass such that the polymer 3:
the low molecular weight fluorescent substance 1=95:5 in
terms of weight ratio, was used. A voltage was applied to the
obtained organic EL device 2, and EL light emission having a
peak at 465 nm which originates from the low molecular
weight fluorescent substance 1 was obtained from the device.
The device started to emit light at 4.0V and had a maximum
light emitting efficiency of 5.9 cd/A.

[0358] A current value was set so that the organic EL device
2 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
30 hours.

Example 3

Fabrication and Evaluation of the Organic EL Device
3

[0359] The organic EL device 3 was fabricated in the same
manner as Example 1 except that, instead of the composition
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1 of Example 1, the composition 3 obtained by mixing a
solution of the polymer 4 dissolved in xylene solvent to the
concentration of 1.2% by mass, a solution of the low molecu-
lar weight fluorescent substance 1 dissolved in xylene solvent
to the concentration of 1.2% by mass such that the polymer 4:
the low molecular weight fluorescent substance 1=95:5 in
terms of weight ratio, was used. A voltage was applied to the
obtained organic EL device 3, and EL light emission having a
peak at 465 nm which originates from the low molecular
weight fluorescent substance 1 was obtained from the device.
The device started to emit light at 3.9V and had a maximum
light emitting efficiency of 5.8 cd/A.

[0360] A current value was set so that the organic EL device
3 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
32 hours.

Example 4

Fabrication and Evaluation of the Organic EL Device
4

[0361] The organic EL device 4 was fabricated in the same
manner as Example 1 except that, instead of the composition
1 of Example 1, the composition 4 obtained by mixing a
solution of the polymer 5 dissolved in xylene solvent to the
concentration of 1.2% by mass, a solution of the low molecu-
lar weight fluorescent substance 1 dissolved in xylene solvent
to the concentration of 1.2% by mass such that the polymer 5:
the low molecular weight fluorescent substance 1=95:5 in
terms of weight ratio, was used. A voltage was applied to the
obtained organic EL device 4, and EL light emission having a
peak at 465 nm which originates from the low molecular
weight fluorescent substance 1 was obtained from the device.
The device started to emit light at 2.9V and had a maximum
light emitting efficiency of 7.4 cd/A.

[0362] A current value was set so that the organic EL device
4 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
24 hours.

Example 5

Fabrication and Evaluation of the Organic EL Device
5

[0363] The organic EL device 5 was fabricated in the same
manner as Example 1 except that, instead of the composition
1 of Example 1, the composition 5 obtained by mixing a
solution of the polymer 6 dissolved in chlorobenzene solvent
to the concentration of 1.0% by mass, a solution of the low
molecular weight fluorescent substance 1 dissolved in chlo-
robenzene solvent to the concentration of 1.0% by mass such
that the polymer 6: the low molecular weight fluorescent
substance 1=95:5 in terms of weight ratio, was used. A volt-
age was applied to the obtained organic EL device 5, and EL
light emission having a peak at 465 nm which originates from
the low molecular weight fluorescent substance 1 was
obtained from the device. The device started to emit light at
3.1 V and had a maximum light emitting efficiency of 7.1
cd/A.
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[0364] A current value was set so that the organic EL device
5 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
84 hours.

Example 6

Fabrication and Evaluation of the Organic EL Device
6

[0365] The organic EL device 6 was fabricated in the same
manner as Example 1 except that, instead of the composition
1 of Example 1, the composition 6 obtained by mixing a
solution of the polymer 8 dissolved in chlorobenzene solvent
to the concentration of 1.0% by mass, a solution of the low
molecular weight fluorescent substance 1 dissolved in chlo-
robenzene solvent to the concentration of 1.0% by mass such
that the polymer 8: the low molecular weight fluorescent
substance 1=95:5 in terms of weight ratio, was used. A volt-
age was applied to the obtained organic EL device 6, and EL
light emission having a peak at 465 nm which originates from
the low molecular weight fluorescent substance 1 was
obtained from the device. The device started to emit light at
3.0 V and had a maximum light emitting efficiency of 8.2
cd/A.

[0366] A current value was set so that the organic EL device
6 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
22 hours.

Example 7

Fabrication and Evaluation of the Organic EL Device
7

[0367] The organic EL device 7 was fabricated in the same
manner as Example | except that, instead of the composition
1 of Example 1, the composition 7 obtained by mixing a
solution of the polymer 9 dissolved in chlorobenzene solvent
to the concentration of 1.0% by mass, a solution of the low
molecular weight fluorescent substance 1 dissolved in chlo-
robenzene solvent to the concentration of 1.0% by mass such
that the polymer 9: the low molecular weight fluorescent
substance 1=95:5 in terms of weight ratio, was used. A volt-
age was applied to the obtained organic EL device 7, and EL
light emission having a peak at 465 nm which originates from
the low molecular weight fluorescent substance 1 was
obtained from the device. The device started to emit light at
3.3 V and had a maximum light emitting efficiency of 6.2
cd/A.

[0368] A current value was set so that the organic EL device
6 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
50 hours.

Example 8

Fabrication and Evaluation of the Organic EL Device
8

[0369] The organic EL device 8 was fabricated in the same
manner as Example 1 except that, instead of the composition
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1 of Example 1, the composition 10 obtained by mixing a
solution of the polymer 10 dissolved in chlorobenzene sol-
vent to the concentration of 1.0% by mass, a solution of the
low molecular weight fluorescent substance 1 dissolved in
chlorobenzene solvent to the concentration of 1.0% by mass
such that the polymer 10: the low molecular weight fluores-
cent substance 1=95:5 in terms of weight ratio, was used. A
voltage was applied to the obtained organic EL device 8, and
EL light emission having a peak at 465 nm which originates
from the low molecular weight fluorescent substance 1 was
obtained from the device. The device started to emit light at
4.0V and had a maximum light emitting efficiency of 5.0
cd/A.

[0370] A current value was set so that the organic EL device
8 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
50 hours.

Example 9

Fabrication and Evaluation of the Organic EL Device
9

[0371] The organic EL device 9 was fabricated in the same
manner as Example 1 except that, instead of the composition
1 of Example 1, the composition 12 obtained by mixing a
solution of the polymer 12 dissolved in chlorobenzene sol-
vent to the concentration of 1.0% by mass, a solution of the
low molecular weight fluorescent substance 1 dissolved in
chlorobenzene solvent to the concentration of 1.0% by mass
such that the polymer 12: the low molecular weight fluores-
cent substance 1=95:5 in terms of weight ratio, was used. A
voltage was applied to the obtained organic EL device 9, and
EL light emission having a peak at 465 nm which originates
from the low molecular weight fluorescent substance 1 was
obtained from the device. The device started to emit light at
3.9V and had a maximum light emitting efficiency of 6.4
cd/A.

[0372] A current value was set so that the organic EL device
9 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
20 hours.

Example 10

Fabrication and Evaluation of the Organic EL Device
10

[0373] Theorganic EL device 10 was fabricated in the same
manner as Example 1 except that, instead of the composition
1 of Example 1, the composition 13 obtained by mixing a
solution of the polymer 13 dissolved in chlorobenzene sol-
vent to the concentration of 1.0% by mass, a solution of the
low molecular weight fluorescent substance 1 dissolved in
chlorobenzene solvent to the concentration of 1.0% by mass
such that the polymer 13: the low molecular weight fluores-
cent substance 1=95:5 in terms of weight ratio, was used. A
voltage was applied to the obtained organic EL device 10, and
EL light emission having a peak at 465 nm which originates
from the low molecular weight fluorescent substance 1 was
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obtained from the device. The device started to emit light at
3.3 V and had a maximum light emitting efficiency of 8.2
cd/A.

[0374] A current value was set so that theorganic EL device
10 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
50 hours.

Example 11

Fabrication and Evaluation of the Organic EL Device
11

[0375] Theorganic EL device 11 was fabricated in the same
manner as Example | except that, instead of the composition
1 of Example 1, the composition 14 obtained by mixing a
solution of the polymer 14 dissolved in chlorobenzene sol-
vent to the concentration of 1.0% by mass, a solution of the
low molecular weight fluorescent substance 1 dissolved in
chlorobenzene solvent to the concentration of 1.0% by mass
such that the polymer 14: the low molecular weight fluores-
cent substance 1=95:5 in terms of weight ratio, was used. A
voltage was applied to the obtained organic EL device 11, and
EL light emission having a peak at 465 nm which originates
from the low molecular weight fluorescent substance 1 was
obtained from the device. The device started to emit light at
3.3 V and had a maximum light emitting efficiency of 6.4
cd/A.

[0376] A currentvalue was set so that the organic EL device
11 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
67 hours.

Example 12

Fabrication and Evaluation of the Organic EL Device
12

[0377] Theorganic EL device 12 was fabricated in the same
manner as Example | except that, instead of the composition
1 of Example 1, the composition 15 obtained by mixing a
solution of the polymer 15 dissolved in chlorobenzene sol-
vent to the concentration of 1.0% by mass, a solution of the
low molecular weight fluorescent substance 1 dissolved in
chlorobenzene solvent to the concentration of 1.0% by mass
such that the polymer 15: the low molecular weight fluores-
cent substance 1=95:5 in terms of weight ratio, was used. A
voltage was applied to the obtained organic EL device 12, and
EL light emission having a peak at 465 nm which originates
from the low molecular weight fluorescent substance 1 was
obtained from the device. The device started to emit light at
3.5V and had a maximum light emitting efficiency of 6.3
cd/A.

[0378] A current value was set so that the organic EL device
12 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
59 hours.
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Example 13

Fabrication and Evaluation of the Organic EL Device
13

[0379] Theorganic EL device 13 was fabricated in the same
manner as Example 1 except that, instead of the composition
1 of Example 1, the composition 16 obtained by mixing a
solution of the polymer 16 dissolved in chlorobenzene sol-
vent to the concentration of 1.0% by mass, a solution of the
low molecular weight fluorescent substance 1 dissolved in
chlorobenzene solvent to the concentration of 1.0% by mass
such that the polymer 16: the low molecular weight fluores-
cent substance 1=95:5 in terms of weight ratio, was used. A
voltage was applied to the obtained organic EL device 13, and
EL light emission having a peak at 465 nm which originates
from the low molecular weight fluorescent substance 1 was
obtained from the device. The device started to emit light at
2.8 V and had a maximum light emitting efficiency of 6.8
cd/A.

[0380] A current value was set so that the organic EL device
13 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
47 hours.

Example 14

Fabrication and Evaluation of the Organic EL Device
14

[0381] Theorganic EL device 14 was fabricated in the same
manner as Example 1 except that, instead of the composition
1 of Example 1, the composition 17 obtained by mixing a
solution of the polymer 17 dissolved in chlorobenzene sol-
vent to the concentration of 1.0% by mass, a solution of the
low molecular weight fluorescent substance 1 dissolved in
chlorobenzene solvent to the concentration of 1.0% by mass
such that the polymer 17: the low molecular weight fluores-
cent substance 1=95:5 in terms of weight ratio, was used. A
voltage was applied to the obtained organic EL device 14, and
EL light emission having a peak at 465 nm which originates
from the low molecular weight fluorescent substance 1 was
obtained from the device. The device started to emit light at
3.0 V and had a maximum light emitting efficiency of 6.7
cd/A.

[0382] A current value was set so that the organic EL device
14 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
24 hours.

Comparative Example 1

Fabrication and Evaluation of the Organic EL Device
Cl

[0383] The organic EL, device C1 was fabricated in the
same manner as Example 1 except that, instead of the com-
position 1 of Example 1, the composition 8 obtained by
mixing a solution of the polymer 1 dissolved in ¢ xylene
solvent to the concentration of 1.2% by mass, a solution of the
low molecular weight fluorescent substance 1 dissolved in
xylene solvent to the concentration 0f 1.2% by mass such that
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the polymer 1: the low molecular weight fluorescent sub-
stance 1=95:5 in terms of weight ratio, was used. A voltage
was applied to the obtained organic EL device C1, and EL
light emission having a peak at 465 nm which originates from
the polymer 1 was obtained from the device. The device
started to emit light at 2.8 V and had a maximum light emit-
ting efficiency of 6.5 cd/A.

[0384] A current value was set so that the organic EL device
C1 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
8 hours.

Comparative Example 2

Fabrication and Evaluation of the Organic EL Device
C2

[0385] The organic EL device C2 was fabricated in the
same manner as Example 1 except that, instead of the com-
position 1 of Example 1, the composition 18 obtained by
mixing a solution of the polymer 18 dissolved in chloroben-
zene solvent to the concentration of 1.0% by mass, a solution
of the low molecular weight fluorescent substance 1 dissolved
in chlorobenzene solvent to the concentration of 1.0% by
mass such that the polymer 18: the low molecular weight
fluorescent substance 1=95:5 in terms of weight ratio, was
used. A voltage was applied to the obtained organic EL device
C2, and EL light emission having a peak at 465 nm which
originates from the low molecular weight fluorescent sub-
stance 1 was obtained from the device. The device started to
emit light at 3.2 V and had a maximum light emitting effi-
ciency of 6.4 cd/A.

[0386] A current value was set so that the organic EL device
C2 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
10 hours.

Comparative Example 3

Fabrication and Evaluation of the Organic EL Device
c3

[0387] The organic EL device C3 was fabricated in the
same manner as Example 1 except that, instead of the com-
position 1 of Example 1, the composition 19 obtained by
mixing a solution of the polymer 19 dissolved in chloroben-
zene solvent to the concentration of 1.0% by mass, a solution
of the low molecular weight fluorescent substance 1 dissolved
in chlorobenzene solvent to the concentration of 1.0% by
mass such that the polymer 19: the low molecular weight
fluorescent substance 1=95:5 in terms of weight ratio, was
used. A voltage was applied to the obtained organic EL device
C3, and EL light emission having a peak at 465 nm which
originates from the low molecular weight fluorescent sub-
stance 1 was obtained from the device. The device started to
emit light at 3.6 V and had a maximum light emitting effi-
ciency of 4.8 cd/A.

[0388] A current value was set so that the organic EL device
C3 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
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and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
5 hours.

Comparative Example 4

Fabrication and Evaluation of the Organic EL Device
C4

[0389] The organic EL device C4 was fabricated in the
same manner as Example 1 except that, instead of the com-
position 1 of Example 1, the composition 20 obtained by
mixing a solution of the polymer 20 dissolved in chloroben-
zene solvent to the concentration of 1.0% by mass, a solution
of the low molecular weight fluorescent substance 1 dissolved
in chlorobenzene solvent to the concentration of 1.0% by
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mass such that the polymer 20: the low molecular weight
fluorescent substance 1=95:5 in terms of weight ratio, was
used. A voltage was applied to the obtained organic EL device
C4, and EL light emission having a peak at 465 nm which
originates from the low molecular weight fluorescent sub-
stance 1 was obtained from the device. The device started to
emit light at 3.3 V and had a maximum light emitting effi-
ciency of 5.7 cd/A.

[0390] A current value was set so that the organic EL device
C4 obtained as described above had an initial luminance of
5000 cd/m?, the device was then driven at a constant current,
and a change in luminance with time was measured. As a
result, it was found that the luminance decreases by half after
17 hours.

[0391] The evaluation results of Examples 1-14 and Com-
parative Examples 1-4 are collectively shown in Table 1.

TABLE 1
maximum light half
emitting period of
Mixing Organic EL efficiency luminance
Composition ratio  device No. (cd/A) (hrs.)
Example 1 Polymer 2 95 Organic EL 8.0 45
Low molecular weight 5 devicel
fluorescent substance 1
Example 2 Polymer 3 95 Organic EL 59 30
Low molecular weight 5 device 2
fluorescent substance 1
Example 3 Polymer 4 95 Organic EL 5.8 32
Low molecular weight 5 device 3
fluorescent substance 1
Example 4 Polymer 5 95 Organic EL 74 24
Low molecular weight 5 device 4
fluorescent substance 1
Example 5 Polymer 6 95 Organic EL 7.1 84
Low molecular weight 5 device 5
fluorescent substance 1
Example 6 Polymer 8 95 Organic EL 8.2 22
Low molecular weight 5 device 6
fluorescent substance 1
Example 7 Polymer 9 95 Organic EL 6.2 50
Low molecular weight 5 device 7
fluorescent substance 1
Example 8 Polymer 10 95 Organic EL 5.0 50
Low molecular weight 5 device 8
fluorescent substance 1
Example 9 Polymer 12 95 Organic EL 6.4 20
Low molecular weight 5 device 9
fluorescent substance 1
Example  Polymer 13 95 Organic EL 8.2 50
10 Low molecular weight 5 device 10
fluorescent substance 1
Example  Polymer 14 95 Organic EL 6.4 67
11 Low molecular weight 5 device 11
fluorescent substance 1
Example  Polymer 15 95 Organic EL 6.3 59
12 Low molecular weight 5 device 12
fluorescent substance 1
Example  Polymer 16 95 Organic EL 6.8 47
13 Low molecular weight 5 device 13
fluorescent substance 1
Example  Polymer 17 95 Organic EL 6.7 24
14 Low molecular weight 5 device 14
fluorescent substance 1
Comp. Polymer 1 95 Organic EL 6.5 8
Example 1 Low molecular weight 5 device Cl
fluorescent substance 1
Comp. Polymer 18 95  Organic EL 6.4 10
Example 2 TLow molecular weight 5 device C2
fluorescent substance 1
Comp. Polymer 19 95 Organic EL 4.8 5
Example 3 Low molecular weight 5 device C3

fluorescent substance 1
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TABLE 1-continued

maximum light half
emitting period of
Mixing Organic EL efficiency luminance
Composition ratio  device No. (cd/A) (hrs.)

Comp. Polymer 20 95  Organic EL 5.7 17
Example 4 Low molecular weight 5 device C4
fluorescent substance 1

1. A polymer compound having a constitutional sequence -continued
represented by the following formula (1) as a main chain:

—[—)—Z—1i— (1 <7 Ny
in the formula, |

AN
Y represents a divalent group, in which two hydrogen I
atoms are removed from a structure represented by the XA X
following formula (Y-1) or (Y-2), |

7 represents a divalent group, in which two hydrogen o
atoms are removed from a structure represented by the .
following formula (Z-1), (Z-2), (Z-3), (Z-4), (Z-5), [Chemical Formula 2]

(2-6), (Z-7).or (2-8), 2

m represents an integer of 4 to 10,000, and n represents an <7 N
integer of 1 to 3, | I

pluralY’s, Z’s, and n’s each may be the same as or different X

from each other, @)

R', and R' each independently represents a functional I
group selected from a group consisting of a carboxyl X F zX
group, a nitro group, a cyano group, an alkyl group, an
alkoxy group, an alkylthio group, an aryl group, an ary- (Z-3)
loxy group, an arylthio group, an alkenyl group, an alky- / \
nyl group, an amino group, a silyl group, an acyl group, X\\ / \ //X
an acyloxy group, an imine residue, an amide compound X—X X—X
residue, an acid imide residue, a monovalent heterocy-

clic group, and a monovalent heterocyclic thio group, or X=X Xy

a halogen atom, when there is plural R”s, they may be / \
the same as or different from each other, and plural R”s X% / \ //X
may be bonded to each other to form a ring structure, and X
the hydrogen atom included in the functional group may

be further substituted by a substituent: RY R

ahydrogen atom included in Y and 7 may be substituted by <~ X\I X§ X

(Z-4)

(Z-5)

[Chemical Formula 1]

¥-1) X—X X—X

/ \ (Z-6)
X X
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-continued
@7
X=X
X= —X
X/ \
N /N
X—X —X
Z-3)
x=X
/ /X X'\\‘X
X

in the formulas,

X represents —CH— or —N—, and plural X’s may be the
same or different from each other, with the proviso that
the number of —N=—as X is 0 to 2,

R* is an aryl group, and R” represents a functional group
selected from a group consisting of an alkyl group, a
carboxyl group, a nitro group, a cyano group, an aryl
group, an aryloxy group, an arylthio group, an alkenyl
group, an alkynyl group, an amino group, a silyl group,
an acyl group, an acyloxy group, an imine residue, an
amide compound residue, an acid imide residue, a
monovalent heterocyclic group, and a monovalent het-
erocyclic thio group, or a hydrogen atom or a halogen
atom, plural R”’s may be the same as or different from
each other, and may be bonded to each other to form a
ring structure, and the hydrogen atom included in the
functional group may be further substituted by a sub-
stituent.

2. The polymer compound according to claim 1, wherein
theY is a divalent group represented by the following formula

(Y-3), (Y-4), (Y-5), or (Y-6):

[Chemical Formula 3]

R R (Y_3)
* O *
* O *
R R
(Y-4)
R R R
R

R"
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-continued

(Y-5)

R R

RH
R” O
Q R”
. R
RH RH

(Y-6)

in the formula,

R" represents a hydrogen atom, an alkyl group, an aryl
group, or a monovalent heterocyclic group, and plural
R™s may be the same as or different from each other.

3. The polymer compound according to claim 1, wherein
the Z is a divalent group represented by the following formula
(Z-9), (Z-10), (Z-11), (Z-12), (Z-13), (Z-14), (Z-15), (Z-16),
(Z-17), (Z-18), (Z-19), or (Z-20):

Chemical Formula 4
Z-9)

t

5%

R
t R
R”
R
R”
R" R’
R" R’

(Z-10)
R" "
(Z-11)

R
R"
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-continued

65

(Z-12)

(Z-13)

(Z-14)

(Z-15)

(Z-16)

(Z-17)

(Z-18)
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-continued

(Z-19)

(Z-20)

in the formula,

R" represents a hydrogen atom, an alkyl group, an aryl
group, or a monovalent heterocyclic group, plural R’s
may be the same as or different from each other, and R*
and R” has the same meaning as defined above.

4. The polymer compound according to claim 3, wherein
the Z is a divalent group represented by the formula (Z-11),
(Z-15), or (Z-17).

5. The polymer compound according to claim 1,

wherein, in the polymer compound, the group represented
by the Y and the group represented by the Z are intro-
duced by condensation polymerization and an arbitrary
additional group which is different from the group rep-
resented by Y and the group represented by Z may be
introduced by condensation polymerization, and

when mole numbers of Y, Z, and the arbitrary additional
group in the polymer compound are N;, N, and N,
respectively, N, N, and N, satisfy the following equa-
tion (2):

30N L00/(NptN 74N, <75 (2)
6. An organic electroluminescence device comprising: a
pair of electrodes; and an organic layer provided between a

pair of the electrodes, the organic layer comprising the poly-
mer compound according to claim 1.

7. A surface light source device having the organic elec-
troluminescence device according to claim 6.

8. A display device having the organic electroluminescence
device according to claim 6.
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