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1
PHOTOELECTRIC CONVERSION DEVICE,
PRODUCTION METHOD THEREOF,
PHOTOSENSOR, IMAGING DEVICE AND
THEIR DRIVE METHODS

BACKGROUND OF THE INVENTION

1. Field of the Invention

The present invention relates to a photoelectric conversion
device, a production method thereof, a photosensor, an imag-
ing device and their driving methods.

2. Description of the Related Art

As for the solid-state imaging device, there is widely used
a flat light-receiving device where photoelectric conversion
sites are two-dimensionally arrayed in a semiconductor to
form pixels and a signal generated by photoelectric conver-
sion in each pixel is charge-transferred and read out through
a CCD or CMOS circuit. The conventional photoelectric con-
version site generally used is a photodiode part formed using
PN junction in a semiconductor such as Si.

In recent years, fabrication of a multipixel device is pro-
ceeding, and the pixel size and in turn, the area of a photo-
diode part become small, which brings about problems of
reduction in the aperture ratio, reduction in the light collec-
tion efficiency and the resulting reduction in the sensitivity.
As for the measure to increase the aperture ratio and the like,
suggestions are being made on a solid-state imaging device
having an organic photoelectric conversion film using an
organic material.

In the organic photoelectric conversion film, a technique of
introducing a mixed film using a fullerene or a fullerene
derivative or a bulk heterojunction structure into the organic
photoelectric conversion film so as to bring out high photo-
electric conversion efficiency (high exciton dissociation effi-
ciency) is known. For example, Patent Document 1 discloses
a photoelectric conversion film containing a fullerene or a
fullerene derivative.

The organic photoelectric conversion device used in a solar
cell is designed to collect electric power and therefore, an
external electric field is not applied, but the organic photo-
electric conversion device used as a visible light sensor of a
solid-state imaging device needs to maximize the photoelec-
tric conversion efficiency and a voltage is externally applied
so as to enhance the photoelectric conversion efficiency or
increase the response speed.

When a voltage is externally applied so as to enhance the
photoelectric conversion efficiency or increase the response
speed, injection of a hole or injection of an electron from an
electrode is generated due to an external electric field, and this
disadvantageously increases the dark current, which becomes
a problem.

Many of materials usually used as an electrode in a photo-
electric conversion device have a work function (WF) of
around 4.5 eV (for example, ITO) and, for example, in the
case of using a fullerene (Cg,) as the material of the photo-
electric conversion film, an energy gap between WF of the
electrode and LUMO ofthe fullerene (C,,) becomes small, as
a result, particularly an electron is liable to be injected from
the electrode into the photoelectric conversion film and a
significant increase of dark current is caused.
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As regards the prevention of an increase in the dark current
due to an injected current, a technique of providing a charge
blocking layer to suppress the injection of an electric charge
into the photoelectric conversion layer, thereby efficiently
blocking an injected carrier and reducing the dark current, is
disclosed (Patent Document 2).

In the case of using the photoelectric conversion device as
a solid-state imaging device, a color filter needs to be pro-
vided for the formation of a color image and furthermore,
when soldering the imaging device to a substrate, the device
with the substrate is heated. Accordingly, it is demanded that
the reduction in photoelectric conversion efficiency and the
increase of dark current are small under the conditions of a
temperature not less than 180° C. which is the process tem-
perature in the above, and about 30 minutes. However, in
Patent Documents 1 and 2, heat resistance working out to an
important factor in practice is not referred to, and a chemical
structure having high heat resistance is not sufficiently
described.

In Patent Documents 3 to 6, an organic material having a
fluorene structure is described, and the organic material is
used for an electroluminescence device. The electrolumines-
cence device utilizes luminescence occurring upon applica-
tion of a voltage to the device, but the photoelectric conver-
sion device when emitted light is reduced in the photoelectric
conversion efficiency and therefore, is required to emit sub-
stantially no light. Also, the transfer direction of a hole is
opposite between the electroluminescence device and the
photoelectric conversion device and in turn, the functions
required of the material differs.

The photoelectric conversion device outputs signals
according to the quantity of light entered, and a constant
voltage therefor is applied to the device. As described above,
an important function of the electron blocking material in the
photoelectric conversion device is suppression of electron
injection from the electrode. On the other hand, in the elec-
troluminescence device, the light/dark luminescence is con-
trolled by a voltage, and the above-described function is
unnecessary.

In Patent Document 7, an organic material having a fluo-
rene structure is described, and the organic material is used
for a dye-sensitized solar cell. However, the characteristics
required of a solar cell differ from those required of the
photoelectric conversion device aiming at an imaging device
element and therefore, unlike the present invention, descrip-
tion regarding dark current and heat resistance is not suffi-
ciently disclosed.

Also, in the case of producing a film by using the com-
pound described in Patent Document 7, generation of a grain
boundary by crystallization due to low amorphous property
and formation of unevenness on the film surface may be
caused, and this material is not suited as a material of a
photoelectric conversion device aiming at a photosensor, an
imaging device and the like.

[Patent Document 1] JP-A-2007-123707 (the term “JP-A” as
used herein means an “unexamined published Japanese
patent application™)

[Patent Document 2] JP-A-2008-72090

[Patent Document 3] JP-A-2005-290000

[Patent Document 4] Japanese Patent 3,508,984

[Patent Document 5] JP-A-2007-137795

[Patent Document 6] JP-A-2006-131783

[Patent Document 7] JP-A-2007-115665

SUMMARY OF THE INVENTION

In order to realize high photoelectric conversion efficiency
and high-speed response, the material for a photoelectric
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conversion device is required to have not only a blocking
ability to the injection of an electric charge from the electrode
for reducing the dark current but also high charge transport-
ability enabling an electric charge generated in the photoelec-
tric conversion film to be transported to the electrode. In a
photoelectric conversion device using a material lacking in
the charge transportability, a photocurrent is not observed.
Furthermore, considering the storability and application to a
production process including a heating step such as place-
ment of color filter, placement of protective film or soldering
of device, the material for a photoelectric conversion device
needs to have high heat resistance.

That is, in the case of a photoelectric conversion device
material having a diarylamine partial structure utilizing hole
transport, the material needs to be designed to satisfy small Ea
(electron affinity) value, high hole transportability and high
heat resistance, and the configuration is greatly restricted so
as to satisfy these requirements.

In addition, molecular design for allowing the position of
energy level to take a preferred value must be considered so
that the material can be appropriately used in the device
configuration.

When a material with a small Ip (ionization potential) value
and a material with a large Ea value (for example, fullerene
Cyo) are contacted, an electric charge (electron, hole) is gen-
erated in LUMO of the material layer having a large Ea value
from HOMO of the material layer having a small Ip value
within the photoelectric conversion device due to thermal
excitation, as a result, a dark current causing noise is
increased. The Ip of the electron blocking layer in contact
with fullerene C4, must be sufficiently large and at the same
time, needs to be small enough to receive a hole without
barriers from HOMO of the material that transports a hole in
the bulk heterojunction layer of fullerene C,. That is, the Ip
of the electron blocking layer should be designed to a fairly
limited value, and a large restriction has to be further added to
the material design whose latitude is originally narrow.

Ro)
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photoelectric conversion device capable of functioning as a
photoelectric conversion device when applied to a photoelec-
tric conversion device, exhibiting a low dark current and
reducing the increase of dark current even when the device is
heat-treated, and an imaging device equipped with such a
photoelectric conversion device.

An another object of the present invention is to provide a
compound which may provide the photoelectric conversion
device and a photoelectric conversion material.

As a result of intensive studies, the present inventors have
found that the above-described object can be attained by
using a compound having a specific structure. That is, the
problems above can be solved by the following techniques.

[1] A photoelectric conversion device comprising a transpar-
ent electrically conductive film, a photoelectric conversion
film and an electrically conductive film in this order,

wherein the photoelectric conversion film comprises a pho-
toelectric conversion layer, and an electron blocking layer,

wherein the electron blocking layer contains a compound
represented by the following formula (Y1):

Formula (Y1)

ny2

wherein each of R, to Rg, R'; to R'g, R", to R" indepen-
dently represents a hydrogen atom, a halogen atom, an alkyl
group, an aryl group, a heterocyclic group, a hydroxyl group,
an amino group or a mercapto group, which may further have
a substituent; provided that atleastone of R;, to Rg, R', to R,
R", to R" represents a substituted amino group containing
three or more ring structures; each of Y, Y' and Y" indepen-
dently represents a carbon atom, a nitrogen atom, an oxygen
atom, a sulfur atom or a silicon atom, which may further have
a substituent; ny1 represents an integer of 0 to 2; ny2 repre-
sents an integer of 0 or 1.
[2] The photoelectric conversion device according to the

above [1], wherein the compound represented by formula

(Y1) is a compound represented by the following formula

(1)

Formula (Y1)

'

ey
R’G

R's

The present invention has been made to solve these prob-
lems, and an object of the present invention is to provide a

R’

R's Ry
R, [Roe f \ / Nk R",
nyl

65

——
R’3

4 ny2

wherein each of R, to Ry, R'g, R', to R'5, Ry, R'g;, R"; tO
R"s, Ry, and R'y, independently represents a hydrogen atom,
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a halogen atom, an alkyl group, an aryl group, a heterocyclic
group, a hydroxyl group, an amino group or a mercapto
group, which may further have a substituent; provided that at
least one of R, to Rg, R', to R'g, R"; to R"; represents a
substituted amino group containing three or more ring struc-
tures; nyl represents an integer of 0 to 2; ny2 represents an
integer of O or 1.

[3] The photoelectric conversion device according to the
above [1] or [2], wherein the compound represented by
formula (Y1) is a compound represented by the following
formula (F-1):

Formula (F-1):

Rinmi2

Ripmi

wherein R, | represents a halogen atom, an alkyl group, an
aryl group, a heterocyclic group, a hydroxyl group, an amino
group or a mercapto group, which may further have a sub-
stituent; each of R, ,, R, independently represents a hydro-
gen atom, a halogen atom, an alkyl group, an aryl group, a
heterocyclic group, a hydroxyl group, an amino group or a
mercapto group, which may further have a substituent; each
of R, and R';; independently represents a hydrogen atom, a
halogen atom, or an alkyl group, an aryl group, a heterocyclic
group, a hydroxyl group, an amino group or a mercapto
group, which may further have a substituent; provided that at
least one of R |, and R, ; represents a substituted amino group
containing three or more ring structures; each of m11 and
m12 independently represents an integer of O to 3; each R,
may be the same as or different from every other R, , when a
plurality of R|,’s are present in formula (F-1); and n repre-
sents an integer of 1 to 4.

[4] The photoelectric conversion device according to the
above [3], wherein, in formula (F-1), R, represents an
alkyl group, an aryl group or a heterocyclic group.

[5] The photoelectric conversion device according to the
above [3], wherein, in formula (F-1), m11 and m12 repre-
sent 0.

[6] The photoelectric conversion device according to any one
of the above [3] to [5], wherein, in formula (F-1), each of
R,;and R'|; independently represents a hydrogen atom, an
alkyl group or a heterocyclic group.

[7] The photoelectric conversion device according to the
above [6], wherein, in formula (F-1), each of R;; and R’
independently represents an alkyl group.

[8] The photoelectric conversion device according to any one
of the above [1] to [7], wherein said substituted amino
group containing three or more ring structures is a group
represented by the following formula (A-1):
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Formula (A-1):
Rag * Ra,
Ray N Ra,
Rag Xa Raz
Ras Ray

wherein each of Ra; to Rag independently represents a
hydrogen atom, a halogen atom, an alkyl group, an aryl
group or a heterocyclic group, which may further have a
substituent; * represents the bonding position; and Xa repre-
sents a single bond, an oxygen atom, a sulfur atom, or an
alkylene group, an alkenylene group, a cycloalkylene group,
a cycloalkenylene group, an arylene group, a divalent hetero-
cyclic group or an imino group, which may further have a
substituent.

[9] The photoelectric conversion device according to the
above [8], wherein, in formula (A-1), Xa represents a
single bond, an alkylene group, an alkenylene group, an
arylene group, a divalent heterocyclic group, an oxygen
atom, a sulfur atom or an imino group.

[10] The photoelectric conversion device according to any
one of the above [1] to [7], wherein said substituted amino
group containing three or more ring structures is a group
represented by the following formula (A-2):

—N(Rz)Rzo) Formula (A-2):

wherein each of R, and Ry, independently represents a
hydrogen atom, a halogen atom, an alkyl group, an aryl group
ora heterocyclic group, which may further have a substituent;
provided that at least either Ry, or Ry, represents an aryl
group or a heterocyclic group and the number of rings con-
tained in Ry, and R, is 3 or more in total.

[11] The photoelectric conversion device according to the
above [10], wherein at least either Rz, or Ry, is a group
represented by the following formula (b-1):

Formula (b-1):

N e
<Rb>{ > ® /\<Rb>ms

wherein each Rb independently represents a halogen atom,
an alkyl group, an aryl group or a heterocyclic group, which
may further have a substituent; each Xb independently rep-
resents a single bond, an oxygen atom, a sulfur atom, an
alkylene group, an alkenylene group, a cycloalkylene group,
a cycloalkenylene group, an arylene group, a divalent hetero-
cyclic group or an imino group, which may further have a
substituent; each Rb may be the same as or different from
every other Rb when a plurality of Rb’s are present in formula
(b-1); two Xb’s may be the same or different; * represents the
bonding position; m4 represents an integer of 0 to 3; and m5
represents an integer of 0 to 4.

Samsung Exhibit 1057, Page 7 of 86
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[12] The photoelectric conversion device according to any
one of the above [3] to [11], wherein, in formula (F-1), n
represents 2.

[13] The photoelectric conversion device according to any
one of the above [1] to [7], and [12], wherein said substi-
tuted amino group containing three or more ring structures
is a group represented by the following formula (A-3), a
group represented by the following formula (A-4) or a
group represented by the following formula (A-5):

(A-3)
Rasg
Razy
Razg
Rag 5
(A-4)
Ragg H Ray,
Ragy N o
Zay )}
Rayg Xep
Rays Rayy
(A-5)
Rasg
Rasy
Rasg
Rass

wherein each of Ra;; to Ra,g, Ra,;, Ra,, to Ra,g, Ras,,
Ras,, and Ras, to Ras, independently represents a hydrogen
atom, a halogen atom or an alkyl group, which may further
have a substituent; * represents the bonding position; each of
Xc,, Xc, and Xc; independently represents a single bond, an
oxygen atom, a sulfur atom, an alkylene group, a silylene
group, an alkenylene group, a cycloalkylene group, a
cycloalkenylene group, an arylene group, a divalent hetero-
cyclic group or an imino group, which may further have a
substituent; eachofZ;,, Z,, and Z5, independently represents
a cycloalkyl ring, an aromatic hydrocarbon ring or an aro-
matic heterocyclic ring, which may further have a substituent.
[14] The photoelectric conversion device according to any

one of the above [1] to [13], wherein the ionization poten-

tial (Ip) of the compound represented by formula (Y1) is
5.8 eV or less.
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[15] The photoelectric conversion device according to any
one of the above [1] to [14], wherein the ionization poten-
tial (Ip) of the compound represented by formula (Y1) is
4.9 eV or more.

[16] The photoelectric conversion device according to any
one of the above [1] to [15], wherein the molecular weight
of the compound represented by formula (Y1) is from 500
to 2,000.

[17] The photoelectric conversion device according to any
one of the above [1] to [16], wherein said photoelectric
conversion layer contains an n-type organic semiconduc-
tor.

[18] The photoelectric conversion device according to the
above [17], wherein said n-type organic semiconductor is a
fullerene or a fullerene derivative.

[19] The photoelectric conversion device according to any
one of the above [1] to [18], wherein said photoelectric
conversion film contains a compound of the following
formula (I):

Formula (I):

L L
e
H nl

\O

[
\
N -

wherein Z, represents an atomic group necessary for form-
ing a 5- or 6-membered ring; each of L, L, and L, represents
an unsubstituted methine group or a substituted methine
group; D, represents an atomic group; and nl represents an
integer of 0 or more.

[20] The photoelectric conversion device according to any
one of the above [1] to [19], wherein an electrically con-
ductive film, an electron blocking layer, a photoelectric
conversion layer and a transparent electrically conductive
film are stacked in this order.

[21] A method for producing the photoelectric conversion
device according to any one of the above [1] to [20], com-
prising a step of depositing each of said photoelectric con-
version layer and said electron blocking layer by vacuum
heating deposition.

[22] A photosensor comprising the photoelectric conversion
device according to any one of the above [1] to [20].

[23] An imaging device comprising the photoelectric conver-

sion device according to any one of the above [1] to [20].

[24] A method for driving the photoelectric conversion device

according to any one of the above [1] to [20], the photo-
sensor according to the above [22], or the imaging device
according to the above [23], comprising applying a voltage
larger than OV and less than 100V by assigning the cathode

to the electrode in contact with said electron blocking layer

and assigning the anode to the other electrode.

[25] A compound represented by the following formula

(F-10):

Formula (F-10)

Samsung Exhibit 1057, Page 8 of 86
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wherein each of R, |, to Ry, R';;; to R';; 5 independently
represents a hydrogen atom, a halogen atom, an alkyl group,
an aryl group, a heterocyclic group, a hydroxyl group, an
amino group or a mercapto group, which may further have a

substituent; any one of R | 5 to R, is linked with any one of 5

R';;5 to R'| ;5 to form a single bond; each of A;; and A,
independently represents a substituent represented by the
following formula (A-1); A, is substituted as any oneof R | |,
to R, 4, and A,, is substituted as any one of R';;; toR', | ;Y
each independently represents a carbon atom, a nitrogen
atom, an oxygen atom, a sulfur atom or a silicon atom, which
may further have a substituent having a carbon number of 2 or
less:

Formula (A-1)
RH.S * Ra 1
Ray N Ray
Ras Xa RH.3
Ras Ray

wherein each of Ra; to Rag independently represents a
hydrogen atom, a halogen atom, an alkyl group, an aryl
group or a heterocyclic group, which may further have a
substituent; * represents the bonding position; and Xa repre-
sents a single bond, an oxygen atom, a sulfur atom, or an
alkylene group, an alkenylene group, a cycloalkylene group,
a cycloalkenylene group, an arylene group, a divalent hetero-
cyclic group or an imino group, which may further have a
substituent.

[26] An electron blocking material comprising the compound
according to the above [25].

[27] A film comprising the compound according to the above
[25], wherein the film has a thickness of 1 to 1,000 nm.
According to the present invention, a photoelectric conver-

sion device capable of functioning as a photoelectric conver-

sion device when a compound having a specific structure is
applied to a photoelectric conversion device, exhibiting a low
dark current and reducing the increase of dark current even
when the device is heated, and an imaging device equipped
with such a photoelectric conversion device, can be provided.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1A and FIG. 1B each is a schematic cross-sectional
view showing one configuration example of the photoelectric
conversion device.

FIG. 2 is a schematic cross-sectional view of one pixel
portion of an imaging device.
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Description of Reference Numerals and Signs

10a, 10b Photoelectric conversion device
11 Lower electrode (electrically conductive film)

12 Photoelectric conversion layer (photoelectric conversion film)
15 Upper electrode (transparent electrically conductive film)
16A  Electron blocking layer
16B  Hole blocking layer

100 Imaging device

101 Substrate

102 Insulating layer

103 Connection electrode

104 Pixel electrode (lower electrode)

105 Connection part

106 Connection part

107 Photoelectric conversion film

108 Opposite electrode (upper electrode)

109 Buffer layer

110
111
112
113
114
115
116

Passivation layer

Color filter (CF)

Partition wall

Light-shielding layer

Protective layer

Opposite electrode voltage supply part
Read-out circuit

DETAILED DESCRIPTION OF THE INVENTION

[Photoelectric Conversion Device]

The photoelectric conversion device of the present inven-
tion is a photoelectric conversion device comprising a trans-
parent electrically conductive film, a photoelectric conver-
sion film and an electrically conductive film in this order,

wherein the photoelectric conversion film comprises a pho-
toelectric conversion layer, and an electron blocking layer,

wherein the electron blocking layer contains a compound
represented by the following formula (Y1):

Formula (Y1)

ny2

wherein each of Ry, to Rg, R'; to R'g, R", to R", indepen-
dently represents a hydrogen atom, a halogen atom, an alkyl
group, an aryl group, a heterocyclic group, a hydroxyl group,
an amino group or a mercapto group, which may further have
a substituent; provided that atleast one of R |, to Rg, R'; to R'g,
R", to R" represents a substituted amino group containing
three or more ring structures; each of Y, Y' and Y" indepen-
dently represents a carbon atom, a nitrogen atom, an oxygen
atom, a sulfur atom or a silicon atom, which may further have
a substituent; ny1 represents an integer of 0 to 2; ny2 repre-
sents an integer of 0 or 1.

A preferred embodiment of the photoelectric conversion
device of the present invention is described below. The pho-
toelectric conversion device of the present invention may be

Samsung Exhibit 1057, Page 9 of 86
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that wherein the electrically conductive film, the photoelec-
tric conversion layer, the electron blocking layer and the
transparent electrically conductive film are stacked in this
order, but in a preferred mode, the electrically conductive
film, the electron blocking layer, the photoelectric conversion
layer and the transparent electrically conductive film are
stacked in this order.

FIG. 1 shows a configuration example of the photoelectric
conversion device of the present invention.

The photoelectric conversion device 10a shown in FIG. 1A
has a configuration where an electron blocking layer 16A
formed on a lower electrode 11, a photoelectric conversion
layer 12 formed on the electron blocking layer 16A, and a
transparent electrically conductive film (hereinafter referred
to as an upper electrode) 15 functioning as an upper electrode
are stacked in this order on an electrically conductive film
(hereinafter referred to as a lower electrode) 11 functioning as
a lower electrode.

FIG. 1B shows another configuration example of the pho-
toelectric conversion device. The photoelectric conversion
device 105 shown in FIG. 1B has a configuration where an
electron blocking layer 16 A, a photoelectric conversion layer
12, a hole blocking layer 16B and an upper electrode 15 are
stacked in this order on a lower electrode 11. Incidentally, in
FIG. 1A and FIG. 1B, the order of stacking an electron block-
ing layer, a photoelectric conversion layer and a hole blocking
layer may be reversed according to usage or properties.

The elements constituting the photoelectric conversion
device according to this embodiment are described below.
(Electrode)

Each of the electrodes (the upper electrode (transparent
electrically conductive film) 15 and the lower electrode (elec-
trically conductive film) 11) is composed of an electrically
conductive material. Examples of the electrically conductive
material which can be used include a metal, an alloy, a metal
oxide, an electroconductive compound, and a mixture
thereof.

Light is incident from the upper electrode 15 and therefore,
the upper electrode 15 needs to be sufficiently transparent to
light that is to be detected. Specific examples thereof include
an electrically conductive metal oxide such as tin oxide doped
with antimony, fluorine (ATO, FTO) or the like, tin oxide,
zinc oxide, indium oxide, indium tin oxide (ITO) and indium
zinc oxide (IZO); a metal thin film such as gold, silver, chro-
mium and nickel; a mixture or laminate of such a metal and
such an electrically conductive metal oxide; an inorganic
electrically conductive substance such as copper iodide and
copper sulfide; an organic electrically conductive material
such as polyaniline, polythiophene and polypyrrole; and a
laminate of such a material and ITO. Among these, an elec-
trically conductive metal oxide is preferred in view of high
electrical conductivity, transparency and the like. The upper
electrode 15 is deposited on the organic photoelectric conver-
sion layer 12 and therefore, is preferably deposited by a
method causing no deterioration of the properties of the
organic photoelectric conversion layer 12.

The lower electrode 11 includes, according to usage, a case
where transparency is imparted, a case where, conversely, a
material capable of reflecting light is used without imparting
transparency, and the like. Specific examples thereof include
an electrically conductive metal oxide such as tin oxide doped
with antimony, fluorine (ATO, FTO) or the like, tin oxide,
zinc oxide, indium oxide, indium tin oxide (ITO) and indium
zinc oxide (IZO); a metal such as gold, silver, chromium,
nickel, titanium, tungsten and aluminum; an electrically con-
ductive compound such as oxide and nitride of the metal
above (for example, titanium nitride (TiN)); a mixture or
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laminate of such a metal and such an electrically conductive
metal oxide; an inorganic electrically conductive substance
such as copper iodide and copper sulfide; an organic electri-
cally conductive material such as polyaniline, polythiophene
and polypyrrole; and a laminate of such a material and ITO or
titanium nitride.

The method for forming the electrode is not particularly
limited and may be appropriately selected by taking into
consideration the aptitude for the electrode material. Specifi-
cally, the electrode can be formed, for example, by a wet
system such as printing and coating, a physical system such as
vacuum deposition. sputtering and ion plating, or a chemical
system such as CVD and plasma CVD.

In the case where the material of the electrode is ITO, the
electrode can be formed, for example, by an electron beam
method, a sputtering method, a resistance heating deposition
method, a chemical reaction method (e.g., sol-gel method) or
amethod of coating a dispersion of indium tin oxide. The film
produced using ITO may be further subjected to, for example,
a UV-ozone treatment or a plasma treatment. In the case
where the material of the electrode is TiN, various methods
including a reactive sputtering method are used, and the film
formed can be further subjected to a UV-ozone treatment, a
plasma treatment or the like.

The upper electrode 15 is preferably produced in a plasma-
free state. When the upper electrode 15 is produced in a
plasma-free state, the effect of plasma on the substrate can be
reduced and good photoelectric conversion properties can be
obtained. Here, the plasma-free state means a state where
plasma is not generated during deposition of the upper elec-
trode 15, or a state where the distance from a plasma source to
the substrate is 2 cm or more, preferably 10 cm or more, more
preferably 20 cm or more, and the amount of plasma reaching
the substrate is reduced.

Examples of the apparatus generating no plasma during
deposition of the upper electrode 15 include an electron beam
deposition apparatus (EB deposition apparatus) and a pulsed
laser deposition apparatus. As for the EB deposition appara-
tus or pulsed laser deposition apparatus, the apparatuses
described, for example, in Yutaka Sawada (supervisor), Tomei
Doden Maku no Shin Tenkai (New Development of Transpar-
ent Conductive Film), CMC (1999), Yutaka Sawada (super-
visor), Tomei Doden Maku no Shin Tenkai Il (New Develop-
ment of Transparent Conductive Film II), CMC (2002), Tomei
Doden Maku no Gijutsu (Technology of Transparent Conduc-
tive Film), JSPS, Ohmsha (1999), and references cited therein
can be used. In the following, the method of depositing the
transparent electrode film by using an EB deposition appara-
tus is referred to as an EB deposition method, and the method
of depositing the transparent electrode film by using a pulsed
laser deposition apparatus is referred to as a pulsed laser
deposition method.

As for the apparatus capable of realizing a state where the
distance from a plasma source to the substrate is 2 cm or more
and the amount of plasma reaching the substrate is reduced
(hereinafter referred to as a “plasma-free deposition appara-
tus”), an opposed-target sputtering apparatus, an arc plasma
deposition method and the like are considered, and examples
of such an apparatuses which can be used include those
described in Yutaka Sawada (supervisor), Tomei Doden Maku
no Shin lenkai (New Development of Transparent Conductive
Film), CMC (1999), Yutaka Sawada (supervisor), Tomei
Doden Makuno Shin Tenkai Il (New Development of Trans-
parent Conductive Film II), CMC (2002), Tomei Doden Maku
no Gijutsu (Technology of Transparent Conductive Film),
JSPS, Ohmsha (1999), and references cited therein.
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In the case where the upper electrode 15 is a transparent
electrically conductive film such as TCO, a DC short or an
increase of leak current sometimes occurs. One of causes
thereof is considered because fine cracks introduced into the
photoelectric conversion layer 12 are coveraged by a dense
film such as TCO to increase the conduction with the first
electrode film 11 on the opposite side. Therefore, in the case
of'an electrode having relatively poor film quality such as Al,
the leak current hardly increases. The increase of leak current
can be greatly suppressed by controlling the film thickness of
the upper electrode 15 with respect to the film thickness (that
is, the crack depth) of the photoelectric conversion layer 12.
The thickness of the upper electrode 15 is preferably %5 or
less, more preferably Yo or less, of the thickness of the
photoelectric conversion layer 12.

Usually, when the thickness of the electrically conductive
film is made smaller than a certain range, an abrupt increase
of'the resistance value is incurred, but in the solid-state imag-
ing device where the photoelectric conversion device accord-
ing to this embodiment is incorporated, the sheet resistance
may be, preferably, from 100 to 10,000 €2/sq. and the latitude
asto in which range the film thickness can be reduced is large.
Also, as the thickness of the upper electrode (transparent
electrically conductive film) 15 is smaller, the quantity of
light absorbed is reduced and the light transmittance is gen-
erally increased. The increase of light transmittance brings
about an increase of light absorption in the photoelectric
conversion layer 12 and an increase of photoelectric conver-
sion performance, and this is very preferred. Considering the
suppression of leak current and the increase of resistance
value of thin film as well as the increase of transmittance,
which are associated with reduction in the film thickness, the
thickness of the upper electrode 15 is preferably from 5 to 100
nm, more preferably from 5 to 20 nm.

(Electron Blocking Layer, Hole Blocking Layer)

The electron blocking layer in the photoelectric conversion
device in the present invention contains a compound repre-
sented by the following formula (Y1). The compound con-
tained in the electron blocking layer (hereinafter sometimes
referred to as a “compound for use in the present invention™)
is a compound having, as a substituent, a substituted amino
group containing three or more ring structures.

Also, the compound for use in the present invention may
have a substituent, but the substituent is preferably a substitu-
ent suitable for vacuum heating deposition and therefore, is
preferably not a polymerizable group. The polymerizable
group is a substituent containing a non-aromatic double bond,
with either one terminal being unsubstituted (a structure of
CH,—C), or a substituent containing an alicyclic ether struc-
ture, and specific examples thereof include a substituent hav-
ing, as a partial structure, a styryl group, an acrylate group, a
methacrylate group, an acrylamide group, a methacrylamide
group, an epoxy group or an oxetane group.
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wherein each of R, to Rg, R'; to R'g, R", to R" indepen-
dently represents a hydrogen atom, a halogen atom, an alkyl
group, an aryl group, a heterocyclic group, a hydroxyl group,
an amino group or a mercapto group, which may further have
a substituent; provided that atleastone of R;, to Rg, R', to R,
R", to R" represents a substituted amino group containing
three or more ring structures; each of Y, Y' and Y" indepen-
dently represents a carbon atom, a nitrogen atom, an oxygen
atom, a sulfur atom or a silicon atom, which may further have
a substituent; ny1 represents an integer of 0 to 2; ny2 repre-
sents an integer of 0 or 1.

In the compound represented by formula (Y1), each fluo-
rene unit is bonded by a single bond when ny1 or ny2 is not 0.
For example, whenny1 represents 1, any one of R, toR,, of the
left fluorene unit of formula (Y1) is linked with any one of R'5
to R'g of the central fluorene unit of formula (Y1) to form a
single bond. In the case of the others, the same can be applied.

It is preferable that R, and R',, R', and R", are linked
respectively orR;andR', R;"and R"  are linked respectively.
It is more preferable that R, and R',, R', and R",, are linked
respectively.

The compound represented by formula (Y1) represents a
compound represented by the following formula (Y1A) when
both nyl and ny2 represent O:

Formula (Y1A)

wherein each of R, to Ry independently represents a
hydrogen atom, a halogen atom, an alkyl group, an aryl group,
a heterocyclic group, a hydroxyl group, an amino group or a
mercapto group, which may further have a substituent; pro-
vided that at least one of R, to Ry represents a substituted
amino group containing three or more ring structures; each’Y
independently represents a carbon atom, a nitrogen atom, an
oxygen atom, a sulfur atom or a silicon atom, which may
further have a substituent.

EachY independently represents a carbon atom, a nitrogen
atom, an oxygen atom, a sulfur atom or a silicon atom, which
may further have a substituent. That is, Y represents a divalent
linking group composed of a carbon atom, a nitrogen atom, an
oxygen atom, a sulfur atom or a silicon atom. Examples ofthe
substituent include the later-described substituent W.

Each Y independently preferably represents —C(R,,)
(Ry5)—, —Si(R,3)(Ryy)—, —N(R,5)—, an oxygen atomora

Formula (Y1)

nyl ny2
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sulfur atom, wherein each of R, to R, independently repre-
sents a hydrogen atom, a halogen atom, an alkyl group, an aryl
group, a heterocyclic group, a hydroxyl group, an amino
group or a mercapto group.Y is preferably —C(R,;)(R,,)—,
—Si(R55)(R,)— or —N(R,)—, more preferably —C(R,))
(R,,)— or —N(R,,)—, still more preferably —C(R,;)

22

In —C(R,;)(R,,)—, each of R,, and R,, independently
represents a hydrogen atom, a halogen atom, an alkyl group,
an aryl group, a heterocyclic group, a hydroxyl group, an
amino group or a mercapto group, and each of R,, and R,,

may further have a substituent. Specific examples of the fur-
ther substituent include the substituent W, and an alkyl group,
an aryl group and an alkoxy group are preferred.

EachofR,, andR,, is preferably a hydrogen atom, an alkyl
group which may have a substituent, an aryl group or a het-
erocyclic group, more preferably a hydrogen atom, an alkyl
group having a carbon number of 1 to 18 which may have a
substituent, an aryl group having a carbon number of 6 to 18,
or a heterocyclic group having a carbon number of 4 to 16,
still more preferably a hydrogen atom or an alkyl group
having a carbon number of 1 to 18 which may have a sub-
stituent, yet still more preferably an alkyl group having a
carbon number of 1 to 18.

In —Si(R,;)(R,,)—, each of R,; and R, , independently
represents a hydrogen atom, a halogen atom, an alkyl group,
an aryl group, a heterocyclic group, a hydroxyl group, an
amino group or a mercapto group, and each of R,; and R,,
may further have a substituent. Specific examples of the fur-
ther substituent include the substituent W, and an alkyl group,
an aryl group and an alkoxy group are preferred.

EachofR,; and R, is preferably a hydrogen atom, an alkyl
group which may have a substituent, an aryl group or a het-
erocyclic group, more preferably a hydrogen atom, an alkyl
group having a carbon number of 1 to 18 which may have a
substituent, an aryl group having a carbon number of 6 to 18,
or a heterocyclic group having a carbon number of 4 to 16,
still more preferably a hydrogen atom or an alkyl group
having a carbon number of 1 to 18 which may have a sub-
stituent, yet still more preferably an alkyl group having a
carbon number of 1 to 18.

Also, R,; and R, , may be combined to form a ring, and the
ring is preferably an aliphatic hydrocarbon ring, more pref-
erably an aliphatic hydrocarbon ring having a carbon number
of 4 to 10.

In —N(R,,)—, R, preferably represents an alkyl group,
an aryl group or a heterocyclic group, and R,, may further
have a substituent. Specific examples of the further substitu-
ent include the substituent W, and an alkyl group and an aryl
group are preferred.

R,, is more preferably a hydrogen atom, an alkyl group
having a carbon number of 1 to 18 which may have a sub-
stituent, an aryl group having a carbon number of 6 to 18, or
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a heterocyclic group having a carbon number of 4 to 16, still
more preferably a hydrogen atom or an alkyl group having a
carbon number of 1 to 18 which may have a substituent, yet
still more preferably an alkyl group having a carbon number
of 1 to 18.

The compound represented by formula (Y1) is preferably a

compound represented by the following formula (1).

The definition and a preferable range of R | to Rg, R', to R's,

R", to R"g in formula (Y1) are same as those of R, to Rg, R';
to Ry, R"; to R"g in formula (1).

Formula (1)

nyl ny2

wherein each of R, to Ry, R'g, R', to R'5, Ry, R'g;, R"; tO

R"s, Ry, and R'y, independently represents a hydrogen atom,
a halogen atom, an alkyl group, an aryl group, a heterocyclic
group, a hydroxyl group, an amino group or a mercapto
group, which may further have a substituent; provided that at
least one of R, to Rg, R', to R'g, R"; to R"; represents a
substituted amino group containing three or more ring struc-
tures; nyl represents an integer of O to 2; ny2 represents an
integer of 0 or 1.

Inthe compound represented by formula (1), each fluorene

unit is bonded by a single bond when ny1 or ny2 is not 0. For
example, when ny1 represents 1, any one of R, toR, of the left
fluorene unit of formula (Y1) is linked with any one of R'5 to
R'q of the central fluorene unit of formula (Y1) to form a
single bond. In the case of the others, the same can be applied.

It is preferable that R, and R',, R', and R", are linked

respectively or Ry and R'g, R, and R" are linked respectively.
It is more preferable that R, and R',, R', and R",, are linked
respectively.

The compound represented by formula (1) represents a

compound represented by the following formula (1A) when
both nyl and ny2 represent O:

, Formula (1A)
Re Ry R R,
R¢ Rs
Rs Ry

wherein each of R, to Ry and R's represents a hydrogen

atom, a halogen atom, an alkyl group, an aryl group, a het-
erocyclic group, a hydroxyl group, an amino group or a mer-
capto group, which may further have a substituent; provided
that at least any one of R to R, and R', is a substituted amino
group containing three or more ring structures.

In formula (1), each of nyl and ny2 represents the number

of a repeating unit in the parenthesis. ny1 represents an inte-
ger of 0 to 2, and is preferably O or 1, more preferably 0. ny2
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represents an integer of 0 or 1, and is preferably 1. When ny1
and ny2 are within the preferable ranges as above, dark cur-
rent and heat resistance in the case wherein a devise is con-
stituted become advantage.

Inthe case where each of R, to R; is not a substituted amino
group containing three or more ring structures, each indepen-
dently represents a hydrogen atom, a halogen atom (prefer-
ably fluorine atom, chlorine atom, bromine atom or iodine
atom), an alkyl group, an aryl group, a heterocyclic group, a
hydroxyl group, an amino group or a mercapto group, pref-
erably a hydrogen atom, an alkyl group or an aryl group
because a low-polarity substituent is advantageous for the
transport of a hole, and more preferably a hydrogen atom
because a simple structure is advantageous in view of the cost.

Inthe case where each of R, to R; is not a substituted amino
group containing three or more ring structures, the carbon
number of each of R, to Ry is preferably from 0 to 18, more
preferably from 0 to 10, still more preferably from 0 to 6.

In the case where each of R, to Ry represents an alkyl
group, the alkyl group is preferably an alkyl group having a
carbon number of 1 to 18, more preferably an alkyl group
having a carbon number of 1 to 12, still more preferably an
alkyl group having a carbon number of 1 to 10, yet still more
preferably an alkyl group having a carbon number of 1 to 6,
and specifically, the alkyl group is preferably a methyl group,
an ethyl group, a propyl group, a butyl group, a hexyl group or
a cyclohexyl group.

In the case where each of R to R, represents an aryl group,
the aryl group is preferably an aryl group having a carbon
number of 6 to 18, more preferably an aryl group having a
carbon number of 6 to 14, still more preferably an aryl group
having a carbon number of 6 to 10, and specifically, the aryl
group is preferably a phenyl group, a naphthyl group or an
anthryl group, more preferably a phenyl group or a naphthyl
group.

In the case where each of R, to R represents a heterocyclic
group, the heterocyclic group is preferably a heterocyclic
group having a carbon number of 4 to 16, more preferably a
heterocyclic group having a carbon number of 4 to 10, and
specifically, the heterocyclic group is preferably a pyridyl
group, a pyrimidyl group, a furanyl group or a thienyl group.

In the case where each of R, to R, represents an alkyl
group, an aryl group, a heterocyclic group, a hydroxyl group,
an amino group or a mercapto group, these groups may fur-
ther have a substituent. Specific examples of the further sub-
stituent include the substituent W.

Each of R, and R independently preferably represents a
hydrogen atom, a halogen atom (preferably fluorine atom,
chlorine atom, bromine atom or iodine atom), an alkyl group,
a heterocyclic group, a hydroxyl group, an amino group or a
mercapto group, preferably a hydrogen atom, an alkyl group
or a heterocyclic group because a low-polarity substituent is
advantageous for the transport of a hole, more preferably a
hydrogen atom or an alkyl group, and still more preferably an
alkyl group because an alkyl group has no reactive proton and
high durability can be expected.

The carbon number of each of R; and Ry is preferably from
0 to 18, more preferably from 0 to 10, still more preferably
from 0 to 6.

In the case where each of R, and R'; represents an alkyl
group, the alkyl group is preferably an alkyl group having a
carbon number of 1 to 18, more preferably an alkyl group
having a carbon number of 1 to 12, still more preferably an
alkyl group having a carbon number of 1 to 6, and specifically,
the alkyl group is preferably a methyl group, an ethyl group,
a propyl group, a butyl group, a hexyl group or a cyclohexyl
group.
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In the case where each of R, and R’ represents an aryl
group, the aryl group is preferably an aryl group having a
carbon number of 6 to 18, more preferably an aryl group
having a carbon number of 6 to 10, and specifically, the aryl
group is preferably a phenyl group, a naphthyl group or an
anthryl group.

In the case where each of Ry and R, represents a hetero-
cyclic group, the heterocyclic group is preferably a heterocy-
clic group having a carbon number of 4 to 16, more preferably
a heterocyclic group having a carbon number of 4 to 10, and
specifically, the heterocyclic group is preferably a pyridyl
group, a pyrimidyl group, a furanyl group, a furfuryl group or
a thienyl group.

In the case where each of Ry and R, represents an alkyl
group, an aryl group, a heterocyclic group, a hydroxyl group,
an amino group or a mercapto group, these groups may fur-
ther have a substituent. Specific examples of the further sub-
stituent include the substituent W.

Furthermore, if possible, adjacent members outof R, to R
and R's may be combined with each other to form a ring.
Examples of the ring include the later-described ring R.

R'; to R'g, R"; to R" have the same meaning as R to R,
and the specific examples and a preferable range thereof are
same as those of R to R,.

Ry, andR's |, Ry, and R'y, have the same meaning as R, and
R's, and the specific examples and a preferable range thereof
are same as those of R, and R's,.

In formula (1), for the reason that a device having high heat
resistance which is a task of the present invention is obtained,
a compound where at least either one of R", and R, is a
substituted amino group containing three or more ring struc-
tures is preferred, and a compound where R", and R, are a
substituted amino group containing three or more ring struc-
tures is more preferred.

In formula (1), in the case where ny1 and ny2 represent 0,
it is preferable that at least either one of R, and R, is a
substituted amino group containing three or more ring struc-
tures, and it is more preferable that R, and R, are a substituted
amino group containing three or more ring structures.

In formula (1), the substituted amino group containing
three or more ring structures can be bonded to the fluorene
structure directly or through another group. The another
group is preferably an oxygen atom, a sulfur atom, an alky-
lene group, an alkenylene group, a cycloalkylene group, a
cycloalkenylene group, an arylene group, a divalent hetero-
cyclic group or an imino (—NH—) group, and the alkylene
group, the alkenylene group, the cycloalkylene group, the
cycloalkenylene group, the arylene group, the divalent het-
erocyclic group or the imino group may further have a sub-
stituent. Specific examples of the further substituent include
the substituent W.

The another group is more preferably an alkylene group
having a carbon number of 1 to 12, an alkenylene group
having a carbon number of 2 to 12, an arylene group having a
carbon number of 6 to 14, a heterocyclic group having a
carbon number of 4 to 13, an oxygen atom, a sulfur atom, or
an imino group containing a hydrocarbon group having a
carbon number of 1 to 12 (preferably an aryl group or an alkyl
group) (e.g., phenylamino group, methylimino group, tert-
butylimino group), still more preferably an alkylene group
having a carbon number of 1 to 6 (e.g., methylene group,
1,2-ethylene group, 1,1-dimethylmethylene group), an alk-
enylene group having a carbon number of 2 (eg.,
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—CH,—CH,—), or an arylene group having a carbon num-
ber of 6 to 10 (e.g., 1,2-phenylene group, 2,3-naphthylene
group).

The substituted amino group containing three or more ring
structures and being bonded to the fluorene structure directly
is more preferable than that which is bonded to the fluorene
structure through another group because a simple structure is
advantageous in view of the cost.

The substituted amino group containing three or more ring
structures is preferably a substituted amino group containing
three or more rings in total. Here, when the substituted amino
group containing three or more ring structures contains a
condensed ring, monocyclic each cyclic component consti-
tuting the condensed ring is counted as one ring.

The substituted amino group containing three or more ring
structures preferably contains from 3 to 5 rings in total, more
preferably 3 or 4 rings in total. The carbon number of the
substituted amino group containing three or more ring struc-
tures is preferably from 5 to 40, more preferably from 10 to
30.

Also, the substituted amino group containing three or more
ring structures is preferably an amino group having, as a
substituent, a group containing a structure where three or
more rings are formed by the condensation of two aromatic
hydrocarbons. The substituted amino group may also be in
the form of'its nitrogen atom being contained ina part of aring
structure. Specific examples thereof include a carbazole
structure, an acridane structure, a dibenzoazepine structure,
and their benzo-fused ring derivative structures.

Each of the two aromatic hydrocarbons may is preferably
composed of a 6-membered ring. The aromatic hydrocarbon
itself may be a condensed ring (e.g., naphthalene).

Specific examples of the substituted amino group contain-
ing three or more ring structures include substituted amino
groups having, as a substituent, a group of AS to A7 etc.
illustrated later. Also, as in the groups of N1 to N13 illustrated
later, the substituted amino group containing three or more
ring structures may be in the form where N of the substituted
amino group is contained in a part of a ring structure.

The compounds represented by formula (Y1), formula (1)
and formula (F-1) for use in the present invention have such a
substituted amino group containing three or more ring struc-
tures and thanks to a low ability of generating a thermal
excitation current, which is characteristic of this structure,
and little change of the molecular state at heating, the change
in the intermolecular interaction between compounds repre-
sented by formula (Y1), formula (1) and formula (F-1) and
between the compound and the compound used in the photo-
electric conversion layer is reduced, and this is considered to
contribute to decreasing the dark current and preventing the
dark current from increasing due to heating.

The substituted amino group containing three or more ring
structures is not particularly limited in its substitution posi-
tion but is preferably contained in at least either R, or R,.

In formula (1), the substituted amino group containing
three or more ring structures more specifically includes a
group represented by the following formula (A-1), a group
represented by the following formula (A-2), a group repre-
sented by the following formula (A-3), a group represented
by the following formula (A-4) and a group represented by
the following formula (A-5):
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Formula (A-1):
Rag T Ra,
Ra7 N Raz
Rag Xa Raj
Ras Ray

wherein each of Ra; to Rag independently represents a
hydrogen atom, a halogen atom, an alkyl group, an aryl
group or a heterocyclic group, which may further have a
substituent; * represents the bonding position; and Xa repre-
sents a single bond, an oxygen atom, a sulfur atom, or an
alkylene group, an alkenylene group, a cycloalkylene group,
a cycloalkenylene group, an arylene group, a divalent hetero-
cyclic group or an imino group, which may further have a
substituent.

In formula (A-1), each of Ra, to Rag independently repre-
sents a hydrogen atom, a halogen atom (preferably fluorine
atom, chlorine atom, bromine atom or iodine atom), an alkyl
group, an aryl group or a heterocyclic group. For the reason
that a low-polarity substituent is advantageous for the trans-
port of a hole, each of Ra, to Rag is preferably a hydrogen
atom, an alkyl group or an aryl group, and more preferably a
hydrogen atom.

In the case where each of Ra, to Ra, represents an alkyl
group, the alkyl group is preferably an alkyl group having a
carbon number of 1 to 18, more preferably an alkyl group
having a carbon number of 1 to 12, still more preferably an
alkyl group having a carbon number of 1 to 6. Moreover, the
alkyl group may be linear, branched or cyclic. Specifically,
the alkyl group is preferably a methyl group, an ethyl group,
a propyl group, a butyl group, a hexyl group or a cyclohexyl
group.

In the case where each of Ra, to Rag represents an aryl
group, the aryl group is preferably an aryl group having a
carbon number of 6 to 18, more preferably an aryl group
having a carbon number of 6 to 14, still more preferably an
aryl group having a carbon number of 6 to 10. Specifically, the
aryl group is preferably a phenyl group or a naphthyl group.

In the case where each of Ra, to Rag represents a hetero-
cyclic group, the heterocyclic group is preferably a heterocy-
clic group having a carbon number of 4 to 16, more preferably
a heterocyclic group having a carbon number of 4 to 10, and
specifically, the heterocyclic group is preferably a pyridyl
group, a pyrimidyl group, a furanyl group or a thienyl group.

In the case where each of Ra, to Rag represents an alkyl
group, an aryl group or a heterocyclic group, these groups
may further have a substituent. Specific examples of the fur-
ther substituent include the later-described substituent W.

Furthermore, if possible, adjacent members out of Ra, to
Ra, may be combined with each other to form a ring.
Examples of the ring include the later-described ring R. The
ring is preferably, for example, a benzene ring, a naphthalene
ring, an anthracene ring, a pyridine ring or a pyrimidine ring.

In formula (A-1), Xa indicates a portion forming a con-
densed ring and represents a single bond, an oxygen atom, a
sulfur atom, an alkylene group, an alkenylene group, a
cycloalkylene group, a cycloalkenylene group, an arylene
group, a divalent heterocyclic group or an imino group. In the
case where each of Xa represents an alkylene group, an alk-
enylene group, a cycloalkylene group, a cycloalkenylene
group, an arylene group, a divalent heterocyclic group or an
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imino group, these groups may further have a substituent.
Specific examples of the further substituent include the later-
described substituent W

Xa is preferably a single bond, an alkylene group having a
carbon number of 1 to 12, an alkenylene group having a
carbon number of 2 to 12, an arylene group having a carbon
number of 6 to 14, a heterocyclic group having a carbon
number of 4 to 13, an oxygen atom, a sulfur atom, or an imino
group containing a hydrocarbon group having a carbon num-
ber of 1 to 12 (preferably an aryl group or an alkyl group)
(e.g., phenylimino group, methylimino group, tert-butyl-
imino group), more preferably a single bond, an alkylene
group having a carbon number of 1 to 6 (e.g., methylene
group, 1,2-ethylene group, 1,1-dimethylmethylene group),
an alkenylene group having a carbon number of 2 (e.g.,
—CH,—CH,—), or an arylene group having a carbon num-
ber of 6 to 10 (e.g., 1,2-phenylene group, 2,3-naphthylene
group).

Specific examples of the group represented by (A-1)
include the groups N1 to N13 illustrated later. Other examples
include the groups shown below. However, the present inven-

tion is not limited thereto.

In formula (1), the substituted amino group containing
three or more ring structures also includes a group repre-
sented by the following formula (A-2):

—NRz)Rp2)

Each of Ry, and R, independently represents a hydrogen
atom, a halogen atom, r an alkyl group, an aryl group or a
heterocyclic group, provided that at least either Ry, or Ry,
represents an aryl group or a heterocyclic group and the
number of rings contained in Rz, and R, is 3 ormore in total.

Formula (A-2):
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Informula (A-2), each of R, and R, is preferably an alkyl
group, an aryl group or a heterocyclic group, more preferably
an aryl group or a heterocyclic group, still more preferably an
aryl group because of its excellent hole transportability.

In the case where each of Ry, and R, represents an alkyl
group, the alkyl group is preferably an alkyl group having a
carbon number of 1 to 18, more preferably an alkyl group
having a carbon number of 1 to 12, and specifically, the alkyl
group is preferably a methyl group, an ethyl group, a propyl
group or a butyl group.

In the case where each of R, and Ry, represents an aryl
group, the aryl group is preferably an aryl group having a
carbon number of 6 to 18, more preferably an aryl group
having a carbon number of 6 to 14, and specifically, the aryl
group is preferably a phenyl group, a naphthyl group, a fluo-
renyl group, a biphenyl group (more specific examples of
these groups include the later-described Al to All), an
anthryl group or a pyrenyl group.

In the case where each of R, and R, represents a hetero-
cyclic group, the heterocyclic group is preferably a heterocy-
clic group having a carbon number of 4 to 16, more preferably
a heterocyclic group having a carbon number of 4 to 10, and
specifically, the heterocyclic group is preferably a carbazolyl
group, an indolyl group or an imidazolyl group.

In the case where each of Rz, and R, represents an alkyl
group, an aryl group or a heterocyclic group, these groups
may further have a substituent. Specific examples of the fur-
ther substituent include the later-described substituent W.

Preferably, at least either R, or Rz, is a group represented
by the following formula (b-1), and more preferably, both R,
and Ry, are a group represented by the following formula
(b-1).

Formula (b-1):

N S
<Rb>é4\ 0 /\<Rb>ms

wherein each Rb independently represents a halogen atom,
an alkyl group, an aryl group or a heterocyclic group, which
groups may further have a substituent; each Xb independently
represents a single bond, an oxygen atom, a sulfur atom, an
alkylene group, an alkenylene group, a cycloalkylene group,
a cycloalkenylene group, an arylene group, a divalent hetero-
cyclic group or an imino group, which groups may further
have a substituent; when a plurality of Rb’s are present, they
may be the same or different; two Xb’s may be the same or
different; * represents the bonding position; m4 represents an
integer of 0 to 3; and mS5 represents an integer of 0 to 4.

In the case where Rb represents an alkyl group, an aryl
group or a heterocyclic group, these groups may further have
a substituent. Specific examples of the further substituent
include the later-described substituent W.

Furthermore, if possible, adjacent members out of a plu-
rality of Rb’s may be combined with each other to form a ring.
Examples of the ring include the later-described ring R. The
ring is preferably, for example, a benzene ring, a naphthalene
ring.

Rb is preferably a halogen atom, an alkyl group having a
carbon number of 1 to 18, an aryl group having a carbon
number of 6 to 18, or a heterocyclic group having a carbon
number of 4 to 16, more preferably an alkyl group having a
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carbon number of 1 to 12, or an aryl group having a carbon
number of 6 to 14, still more preferably an alkyl group having
a carbon number of 1 to 6, or an aryl group having a carbon
number of 6 to 10, yet still more preferably an alkyl group
having a carbon number of 1 to 6.

It is also preferred that m4 is 0 and mS5 is 0.

Xb represents a single bond, an oxygen atom, a sulfur
atom, an alkylene group, an alkenylene group, a cycloalky-
lene group, a cycloalkenylene group, an arylene group, a
divalent heterocyclic group or an imino group. Xb is prefer-
ably a single bond, an alkylene group having a carbon number
of'1 to 12, an alkenylene group having a carbon number of 2
to 12 (e.g.,—CH,—CH,—), an arylene group having a car-
bon number of 6 to 14 (e.g., 1,2-phenylene group, 2,3-naph-
thylene group), a heterocyclic group having a carbon number
of'4 to 13, an oxygen atom, a sulfur atom, or an imino group
containing a hydrocarbon group having a carbon number of 1
to 12 (preferably an aryl group or an alkyl group) (e.g., phe-
nylimino group, methylimino group, tert-butylimino group),
still more preferably a single bond, an alkylene group having
a carbon number of 1 to 6 (e.g., methylene group, 1,2-ethyl-
ene group, 1,1-dimethylmethylene group), an oxygen atom, a
sulfur atom, or an imino group having a carbon number of 1
to 6.

In the case where each of Xb represents an alkylene group,
an alkenylene group, a cycloalkylene group, a cycloalk-
enylene group, an arylene group, a divalent heterocyclic
group or an imino group, these groups may further have a
substituent. Specific examples of the further substituent
include the later-described substituent W.

Specific examples of the group represented by formula
(b-1) are illustrated below, but the present invention is not
limited thereto.

e Me Me
Me
IO
*
e Me Me
Me
| O
*
Me Me
Me
Me Me
*
Et

5

20

25

30

50

24
-continued
Me Me
e
t-Bu

Et

SO0

1)
G0 -0

Me,

%

Me

&

Me Me

¢

Me

In formula (1), the substituted amino group containing
three or more ring structures also includes a group repre-
sented by the following formula (A-3), a group represented
by the following formula (A-4) or a group represented by the
following formula (A-5):

(A-3)
Rasg * g .

Rasz;

Ragss

Ragy
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(A-4)
Ragg T Ray,
Rayr N PN
Zar
Rayg Xea -
Rays Ragy
(A-5)
Rasg
Rasy
Rasg

Ra55

wherein each of Ra,; to Ray,, Ra,;, Ra,, to Ra g, Rag,
Ras,, and Ras; to Ra,g independently represents a hydrogen
atom, a halogen atom or an alkyl group, which may further
have a substituent; * represents the bonding position; each of
Xc,, Xc, and Xc; independently represents a single bond, an
oxygen atom, a sulfur atom, an alkylene group, a silylene
group, an alkenylene group, a cycloalkylene group, a
cycloalkenylene group, an arylene group, a divalent hetero-
cyclic group or an imino group, which may further have a
substituent; eachofZ;,, Z,, and Z5, independently represents
a cycloalkyl ring, an aromatic hydrocarbon ring or an aro-
matic heterocyclic ring, which may further have a substituent.

In formulae (A-3) to (A-5), each of Ra,; to Rasg, Ray,
Ra,, to Ra,,, Ras,, Rag, and Ray; to Ra,, independently
represents a hydrogen atom, a halogen atom (preferably fluo-
rine atom, chlorine atom, bromine atom or iodine atom) or an
alkyl group and is preferably a hydrogen atom or an alkyl
group because a low-polarity substituent is advantageous for
the transport of a hole, and is more preferably a hydrogen
atom.

In the case where each of Ra,; to Ra, ¢, Ra,;, Ra,, to Ra,,,
Ras,;, Ras, and Rags to Rasg represents an alkyl group, the
alkyl group is preferably an alkyl group having a carbon
number of 1 to 18, more preferably an alkyl group having a
carbon number of 1 to 12, still more preferably an alkyl group
having a carbon number of 1 to 6, and specifically, the alkyl
group is preferably a methyl group, an ethyl group, a propyl
group, a butyl group, a hexyl group or a cyclohexyl group.

In formulae (A-3) to (A-5), adjacent members out of Ra,;
to Rayq, Ra,, Ra,, to Ra g, Ras, Rag, and Rag s to Rag, may
be combined with each other to form a ring. Examples of the
ring include the later-described ring R. The ring is preferably
a benzene ring, a naphthalene ring, an anthracene ring, a
pyridine ring, a pyrimidine ring or the like.

Each of Xc,, Xc, and Xc; independently represents a
single bond, an oxygen atom, a sulfur atom, an alkylene
group, a silylene group, an alkenylene group, a cycloalkylene
group, a cycloalkenylene group, an arylene group, a divalent
heterocyclic group or an imino group. In the case where each
of Xc,, Xc, and Xc; represents an alkylene group, a silylene
group, an alkenylene group, a cycloalkylene group, a
cycloalkenylene group, an arylene group, a divalent hetero-
cyclic group or an imino group, these groups may further have
a substituent. Examples of the further substituent include the
later-described substituent W.

Each of Xc,, Xc, and Xc; is preferably a single bond, an
alkylene group having a carbon number of 1 to 12, an alk-
enylene group having a carbon number of 2 to 12, an arylene
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group having a carbon number of 6 to 14, a heterocyclic group
having a carbon number of 4 to 13, an oxygen atom, a sulfur
atom or, an imino group (e.g., phenylimino group, meth-
ylimino group, tert-butylimino group) having a hydrocarbon
group with a carbon number of 1 to 12 (preferably an aryl
group or an alkyl group), more preferably a single bond, an
alkylene group having a carbon number of 1 to 6 (e.g., meth-
ylene group, 1,2-ethylene group, 1,1-dimethylmethylene
group), an alkenylene group having a carbon number of 2
(e.g.,—CH,—CH,—), or an arylene group having a carbon
number of 6 to 10 (e.g., 1,2-phenylene group, 2,3-naphthyl-
ene group).

Each of Z;,, 7Z,, and Z,, independently represents a
cycloalkyl ring, an aromatic hydrocarbon ring or an aromatic
heterocyclic ring. In formulae (A-3) to (A-5),eachofZ;,,7Z,,
and Zs, is condensed with a benzene ring. For the reason that
high heat resistance of the device and high hole transportabil-
ity can be expected, each of Z;,, Z,, and Z,, is preferably an
aromatic heterocyclic ring.

Specific examples of the groups represented by formulae
(A-3) to (A-5) are illustrated below, but the present invention
is not limited thereto.

Specific examples of the groups represented by formulae
(A-1) and (A-3) to (A-5) include, but are not limited to, the
groups exemplified below as N1 to N135. Among the groups
represented by formulae (A-1) to (A-5), N-1 to N-93 are
preferred, N-1 to N-79 are more preferred, N-1 to N-37 are
still more preferred, N-1 to N-3, N-12 to N-22 and N-24 to
N-35 are yet still more preferred, N-1 to N-3, N-17 to N-22
and N-30 to N-35 are even yet still more preferred, and N-1 to
N-3, N-17 to N-19 and N-30 to N-32 are most preferred.

N-1
)
—N
9
N-2
W,
—N
W,
N-3

Be
O
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The compound represented by formula (Y1) for use in the
present invention is preferably a compound represented by
formula (F-1):

Formula (F-1)

Rinmi2

RiDmn

wherein R | represents a halogen atom, an alkyl group, an
aryl group, a heterocyclic group, a hydroxyl group, an amino
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group or a mercapto group, which may further have a sub-
stituent; each of R ,, R, independently represents a hydro-
gen atom, a halogen atom, an alkyl group, an aryl group, a
heterocyclic group, a hydroxyl group, an amino group or a
mercapto group, which may further have a substituent; each
of R,, and R',; independently represents a hydrogen atom, a
halogen atom, or an alkyl group, an aryl group, a heterocyclic
group, a hydroxyl group, an amino group or a mercapto
group, which may further have a substituent; provided that at
least one of R |, and R, ; represents a substituted amino group
containing three or more ring structures; each of m11 and
m12 independently represents an integer of O to 3; each R,
may be the same as or different from every other R, , when a
plurality of R, ,’s are present in formula (F-1); and n repre-
sents an integer of 1 to 4.

R, hasthe same meaning as the halogen atom, alkyl group,
aryl group, heterocyclic group, hydroxyl group, amino group
ormercapto group inR | to Ry in formula (1), and the preferred
ranges are also the same. R, is preferably an alkyl group, an
aryl group or a heterocyclic group, more preferably an alkyl
group or an aryl group.

Each ofR,, and R', ; has the same meaning as the hydrogen
atom, halogen atom, alkyl group, an aryl group, heterocyclic
group, hydroxyl group, amino group or mercapto group in Ry
to R’y in formula (1), and their preferred ranges are also the
same.

For the reason that a simple structure is advantageous in
view of the cost, m1 is preferably from 0 to 2, more preferably
0.

EachofR,,andR, , is preferably a hydrogen atom, an alkyl
group having a carbon number of 1 to 18, an aryl group having
a carbon number of 6 to 100, a heterocyclic group having a
carbon number of 4 to 16, a substituted amino group having a
carbon number of 2 to 80, or a substituted mercapto group
having a carbon number of 1 to 18, more preferably a hydro-
gen atom, an alkyl group having a carbon number of 1 to 12,
an aryl group having a carbon number of 6 to 80, or a substi-
tuted amino group having a carbon number of 6 to 60, still
more preferably a hydrogen atom, an alkyl group having a
carbon number of 1 to 6, an aryl group having a carbon
number of 6 to 60, or a substituted amino group having a
carbon number of 10 to 50.

Also, in the case where each of these members represents a
substituted amino group containing three or more ring struc-
tures, examples thereof include the groups represented by
formulae (A-1) and (A-2).

Specific preferred examples of R, and R, include a
hydrogen atom, a methyl group, an ethyl group, a propyl
group, a butyl group, a hexyl group, a cyclohexyl group, a
phenyl group, a naphthyl group, a fluorenyl group, and the
groups set forth in the description of formulae (A-1) and
(A-2).

Members R, and R |, may be the same or different, but the
members are preferably the same, because the synthesis is
easy.

In formula (F-1), n indicates the number of repeating units
in the parenthesis, and n represents an integer of 1 to 4 and is
preferably from 1 to 3, more preferably 1 or 2, still more
preferably 2, because dark current and heat resistance in the
case wherein a devise is constituted become advantage.

In the case where the fluorene compound for use in the
present invention is used in the electron blocking layer, its
ionization potential (Ip) must be smaller than Ip of the mate-
rial assuming hole transport in the photoelectric conversion
layer, because a hole needs to be received without barriers
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from the material assuming hole transport in the photoelectric
conversion layer. In particular, when a material having
absorption sensitivity in the visible region is selected, for
conforming with a larger number of materials, the ionization
potential of the fluorene compound for use in the present
invention is preferably 5.8 eV or less, more preferably less
than 5.5 eV. When Ip is 5.8 eV or less, this produces an effect
that no barrier to charge transport is generated and high
charge trapping efficiency and high responsivity are brought
out.

Also, Ip is preferably 4.9 eV or more, more preferably 5.0
eV or more. Thanks to Ip of 4.9 eV or more, a higher dark
current reducing effect can be obtained.

In this connection, Ip of each compound can be measured
by ultraviolet photoelectron spectroscopy (UPS) or photo-
electron spectrometer in air (for example, AC-2 manufactured
by Riken Keiki Co., Ltd.).

Ip of the fluorene compound for use in the present invention
can be adjusted to the range above, for example, by changing
the substituent bonded to the fluorene structure.

Incidentally, when a material having a structure that
strongly interacts with the photoelectric conversion layer
containing a material with deep Ea is used, a source charge is
readily formed at the interface. For example, as regards the
molecule coming into contact with the material having deep
Ea, when a material of high planarity is used, 7 electrons
formed in a planar fashion tend to readily interact with the
molecular orbital of the material having deep Ea, and an
interface allowing for an increase in the source charge is liable
to be formed. Accordingly, the fluorene compound for use in
the present invention preferably contains no condensed ring
structure composed of 5 or more rings. Furthermore, for
suppressing the intermolecular interaction, a steric hindrance
may be imparted, but an excessively bulky steric hindrance
inhibits signal charge transport at the interface. Also from this
reason, it is preferred not to contain a condensed ring struc-
ture composed of 5 or more rings.

Specific examples of the fluorene compound for use in the
present invention are illustrated below, but the present inven-
tion is not limited to the following specific examples. Also, in
formulae (a) to (h), when the members in each pair of “R,
and R .7, “R,,, and R,,,”, “R;, and R;,, and R'5, and R';,”
or the like are not the same, they can make a combination
other than the structures illustrated.

Incidentally, the partial structures in the following com-
pound examples are shown below. Also, Me: methyl group,
Et: ethyl group, i-Pro: isopropyl group, n-Bu: n-butyl group,
t-Bu: tert-butyl group, 2-MeOEt: 2-methoxy-1-ethyl group,
Ph: phenyl group, 2-tol: 2-tolyl group, 3-tol: 3-tolyl group,
4-tol: 4-tolyl group, 1-Np: 1-naphthyl group, 2-Np: 2-naph-
thyl group, 2-An: 2-anthryl group, and 2-Fn: 2-phenanthryl
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73 74
-continued -continued
B-135
@
I 5 Rig R'p
Ry . Rp
W, w ,“
—N S
Compound No. nl Ry R'ig Rp» R,;
C} a-11 1 Me Me B-4 B-4
B e 1 H H B-47 B-47
Al a-13 1 H Me B-47 B-47
a-14 1 Et Et B-47 B-47
a-15 1 n-Bu n-Bu B-47 B-47
A5 20 a6 1 Ph Ph B-47 B-47
a-17 1 Me Ph B-47 B-47
a-18 1 iPr i-Pr B-47 B-47
a-19 1 2-MeOEt  2-MeOEt  B-47 B-47
25 320 2 Me Me B-47 B-47
AS a-21 3 Me Me B-47 B-47
a-22 4  Me Me B-47 B-47
a-23 1 Me Me H B-47
30 a-24 1 Me Me Me B-47
a-25 1 Me Me —NPh, B-47
AT
Me Me
* 35
b
Ry Ry
A8 40
" Ra76R27,N ' NR22aR225
n2
Al0
HEt 45 Compound No. n2 Ry R\ Rones Ro7e Ronps Rov
b-1 1 2-MeOEt  2-MeOEt A7 A7
b-2 2 Me Me A7 A7
o 73 3 Me Me A7 A7
b-4 4 Me Me A7 A7
(a) b-5 1 Me Me A5 A5
Ris Ry b-6 1 Me Me A6 A6
b-7 1 Me Me A7 A7
Ryy . R 55 b-8 1 Me Me A8 A8
b-10 1 Me Me Al10 A10
il b-12 1 Me Me A7 Al
b-16 1 H H A7 A7
Compound No. nl Ry R'ig Rp» R,; b17 L m Me A7 A7
a-1 1 Me Me B-2 B2 % g 1 Et Bt A7 A7
zj } ﬁ: ﬁ: g:;” g:;” b-19 1 n-Bu 1-Bu A7 A7
a-4 1 Me Me B-1 B-1 b-20 1 Ph Ph A7 A7
a-6 1 Me Me B-3 B-3 b-21 1 Me Ph A7 A7
a-7 2 Me Me B-1 B-1 ) )
4-8 5 Me Me B-14 B-14 65 b-22 1 i-Pr i-Pr A7 A7
a-9 2 Me Me B-1 B-47
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(©) (e)
Riyp Ry
5 | |
N N,
10
Compound No. Ryo R'5 A A
e-1 Ph Ph B-1 B-1
Com- e-4 Ph Ph B-8 B-8
pound 15 e-7 Ph Ph B-14 B-14
No. Ry Ry R R'» A Ap e-8 Ph Ph B-20 B-20
e-9 Ph Ph B-21 B-21
c-1 Me Me Me Me B-1 B-1 e-10 2-tol 2-tol B-1 B-1
c-4 Me Me Me Me B-8 B-8 20 e-13 2-Np 2-Np B-8 B-8
c-12 i-Pr i-Pr i-Pr i-Pr B-27 B-27 e-23 t-Bu t-Bu B-1 B-1
c-16 Me Me Me Me B-63 B-63 e-25 2-Np Ph B-1 B-8
c-17 Me Me Me Me B-67 B-67 e-26 Ph Ph B-62 B-62
c-18 Me Me Me Me B-75 B-75 e-28 Ph Ph B-73 B-73
19 Me Me Me Me B78 B78 2 e31 Ph Ph B-84 B-84
¢-20 Me Me Me Me B-87 B-87 e-32 Ph Ph B-85 B-85
c-21 H H H H B-91 B-91 e-33 Ph Ph B-86 B-86
c-22 H H H Me B-99 B-99 e-35 2-tol 2-tol B-97 B-97
c-25 Ph Ph Ph Ph B-114 B-114 30 e-36 3-tol 3-tol B-99 B-99
c-26 Me Me Me Ph B-121 B-121 e-38 2-Np 2-Np B-109 B-109
c-27 i-Pr i-Pr i-Pr i-Pr B-125 B-125 e-40 2-An 2-An B-112 B-112
c-28 2-MeOFEt 2-MeOEt 2-MeOEt 2-MeOEt B-129 B-129 e-41 2-Fn 2-Fn B-116 B-116
c-29 Et Et Ph Ph B-94 B-94 15 e-42 Me Me B-123 B-123
¢-30 Me Et Me Ph B-109 B-109 e-43 i-Pr i-Pr B-126 B-126
e-48 t-Bu t-Bu B-72 B-17
40
R " (d
22 21 " 2 (D
20 20
R
21 R'p L Il\I
45 O Q D
Ap Ap
Ap Ap 50
Compound No. Ry R’y Ay A
Com-
pound -1 Ph Ph B-1 B-1
No. Roy Ry R, R'» A Ap 4 Ph Ph B-8 B-8
-8 2-Np 2-Np B-8 B-8
d-1 Me Me Me Me B-1 B-1 55 11 2-Fn 2-Fn B-14 B-14
d-4 Me Me Me Me B-8 B-8 f-12 Me Me B-21 B-21
d-8 Et Et Et Et B-18 B-18 f-13 i-Pr i-Pr B-29 B-29
d-10 Ph Ph Ph Ph B-31 B-31 £-20 Ph Ph B-63 B-63
d-16 Me Me Me Me B-61 B-61 f-22 Ph Ph B-71 B-71
d-18 Me Me Me Me B-72 B-72 f-23 Ph Ph B-74 B-74
d-20 Me Me Me Me B-88 B-88 60 f-24 2-tol 2-tol B-76 B-76
d-21 H H H H B-96 B-96 f-25 3-tol 3-tol B-80 B-80
d-22 H H H Me B-100 B-100 f-26 4-tol 4-tol B-83 B-83
d-23 Et Et Et Et B-117 B-117 £-27 2-Np 2-Np B-87 B-87
d-24 n-Bu n-Bu n-Bu n-Bu B-125 B-125 f-28 1-Np 1-Np B-93 B-93
d-26 Me Me Me Ph B-134 B-134 £-29 2-An 2-An B-97 B-97
d-27 i-Pr i-Pr i-Pr i-Pr B-135 B-135 £-30 2-Fn 2-Fn B-100 B-100
d-28 2-MeOFEt 2-MeOEt 2-MeOEt 2-MeOEt B-14 B-74 65 £33 Et Et B-113 B-113
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&)
(® Ry Riny Raz Ry
N/ N/
5 Si Si
Ap Aql
10 Com-
AL pound
No. Ry Roa Ry Riag Apy Ap
Compound No. R R A A i-1 Me Me Me Me B-1 B-1
P >0 20 ! 2 4 Me Me Me Me B-8 B-8
-7 Me Me Me Me B-14  B-14
g-11 3-tol 3-tol B-14 B-14 15 19 Me Me Me Me B27 BT
g-13 2-Np 2-Np B-8 B-8 i-11  Me Me Me Me B-42  B-42
g-16 2-Fn 2-Fn B-21 B-21 i-18  i-Pr i-Pr i-Pr i-Pr B-17 B-17
i-23  Me Me Me Me B-1 B-8
-17 M M B-26 B-26 !
g e e 25 Me Et Me Ph B1  B-20
g-18 i-Pr i-Pr B-31 B-31 i-26  Me Me Me Me B-65  B-65
g-27 Ph Ph B-67 B-67 20 i-27 Me Me Me Me B-67  B-67
g-28 Ph Ph B-71 B-71 }—28 Me Me Me Me B-62 B-62
i-29  Me Me Me Me B-72 B-72
g29 Ph Ph B-75 B-75 31 Me Me Me Me B84 B-84
g-30 2-tol 2-tol B-78 B-78 i-32  Me Me Me Me B85  B-85
a-31 310l 310l B-s1 B-81 i-33  Me Me Me Me B-86  B-86
] ) ) ) ) 55 35 Me Me Me Me B94  B-94
g32 4-tol 4-tol B-85 B-85 36 Me Me Me Me B-96  B-96
g-33 2-Np 2-Np B-88 B-88 37 H H H H B-103  B-103
g-34 1-Np 1-Np B-91 B-91 -39 Et Et Et Et B-110  B-110
g-36 2-Fn 2-Fn B-98 B-98 i-40  n-Bu n-Bu n-Bu n-Bu B-117 B-117
i-41  Ph Ph Ph Ph B-121  B-121
-37 M M B-101 B-101
g ¢ ¢ 30 42 Me Me Me Ph B-126 B-126
g39 Et Et B-106 B-106 43 i-Pr i-Pr i-Pr i-Pr B-129 B-129
g-40 Ph 2-tol B-109 B-109 i-44  2-MeOEt 2-MeOEt 2-MeOEt 2-MeOEt B-130 B-130
g-41 3-tol Ph B-114 B-114 i-46 Bt Et Ph Ph B-134 B-134
42 5-Fn Ph B-116 B-116 i-48  Me Me Me Me B-1 B-71
g-43 t-Bu t-Bu B-120 B-120 35
g-44 2-Np Ph B-123 B-123
g-47 Ph 2-tol B-132 B-132
Ry; R Rs; R @
23 24 23 24
40 \/ \/
Si Si
(6]
R Rao
~ N7
45 Al Aj
Com-
pound
No Ros Roa Rz Rz A Ap
50 j-1 Me Me Me Me B-1 B-1
Ap Ap j-4 Me Me Me Me B-8 B-§
j-7 Me Me Me Me B-14 B-14
Compound NO. Roo R'5 Al A -8 Me Me Me Me B-21 B-21
j-9 Me Me Me Me B-31 B-31
h-6 3-tol  3-tol B-14 B-14 j-11 Me Me Me Me B-42 B-42
h-8 2-Np 2-Np B-8 B-8 55 J-15 n-Bu n-Bu n-Bu n-Bu B-31 B-31
h-11 2-Fn  2-Fn B-21 B-21 j-18 i-Pr i-Pr i-Pr i-Pr B-18 B-18
h-12 Me Me B-26 B-26 j-26 Me Me Me Me B-61 B-61
h-13 i-Pr i-Pr B-31 B-31 j-29 Me Me Me Me B-69 B-69
h-15 Ph 2-tol B-42 B-42 j-30 Me Me Me Me B-71 B-71
h-20 Ph Ph B-65 B-65 j-31 Me Me Me Me B-72 B-72
h-23 Ph Ph B-80 B-80 g0 132 Me Me Me Me B-74 B-74
h-24 2-tol 2ol B-86 B-86 j-33 Me Me Me Me B-76 B-76
h-26 4-tol  4-tol B-103 B-103 j-34 Me Me Me Me B-78 B-78
h-27 2-Np  2-Np B-105 B-105 j-35 Me Me Me Me B-81 B-81
h-28 1I-Np  1-Np B-107 B-107 j-36 Me Me Me Me B-84 B-84
h-30 2-Fn  2-Fn B-119 B-119 j-37 H H H H B-86 B-86
h-31 Me Me B-125 B-125 j-39 Et Et Et Et B-93 B-93
h-34 Ph 2-tol B-42 B-42 65 .40 n-Bu n-Bu n-Bu n-Bu B-98 B-101
j-41 Ph Ph Ph Ph B-61 B-61
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79 80

-continued

@

Rz\s /R24 R'\zs /R'24 5
Si Si
10
Ap Ay
Com-
pound Com-
15 pound
No. Ras Raa Ris Rz A Ap No. Ros Roy Ry Ry A Ap
j-44 2-MeOEt 2-MeOEt 2-MeOEt 2-MeOEt B-91 B-91 -1 Me Me Me Me B1 Bl
45 3-tol Me 3-tol Me B-99 B-99 4 Me Me Me Me B8 B8
. 20 7 Me Me Me Me B-14 B-14
_]-48 Me Me Me Me B-114 B-114 1-9 Me Me Me Me B-27 B-27
j-49 2-tol Me 2-tol Me B-121 B-121 I-11 Me Me Me Me B-42 B-42
i-50 Me Et Me Ph B-125 B-125 -18 i-Pr i-Pr i-Pr i-Pr B-17 B-17
1-23 Me Me Me Me B-1 B-8
1-25 Me Et Me Ph B-1 B-20
25 126 Me Me Me Me B-62 B-62
1-27 Me Me Me Me B-65 B-65
1-28 Me Me Me Me B-73 B-73
® 1-30 Me Me Me Me B-86 B-86
1-31 Me Me Me Me B-83 B-83
30 133 Me Me Me Me B-93 B-93
1-34 Me Me Me Me B-98 B-101
1-36 Me Me Me Me B-106 B-106
1-37 H H H H B-107 B-110
-39 Et Et Et Et B-116 B-119
35 l-44 2-MeOEt 2-MeOEt  2-MeOEt 2-MeOEt B-1 B-61
1-45 3-tol Me 3-tol Me B-1 B-71
1-50 Me Et Me Ph B-80 B-81
Com-
pound
No. Ry Roy R53 Ry A Ap 40
k-1 Me Me Me Me B-1 B-1 (m)
k-4 Me Me Me Me B-8 B-8 o) 0)
k-7 Me Me Me Me B-14 B-14 Ap A
k-10 Me Me Me Me B-29 B-29 45
k-12 H H H H B-42 B-42
k-15 n-Bu n-Bu n-Bu n-Bu B-31 B-31
k18 iPr i-Pr i-Pr i-Pr B-17 B-18 Compound No. Ay A
k-27 Me Me Me Me B-67 B-67 m-1 B-1 B-1
k-28 Me Me Me Me B-71 B-71 50 m-4 B-8 B-8
k29  Me Me Me Me B-75 B-75 m_Zo g-ég g-ég
k30 Me Me Me Me B-78 B-78 o B B
k-31 Me Me Me Me B-81 B-81 m-15 B-31 B-31
k-32 Me Me Me Me B-85 B-85 m-18 B-17 B-18
k33 Me Me Me Me B-88 B-88 55 g-g g-gi g-gi
k34 Me Me Me Me B-91 Bl 2_2 " Boa Boa
k-36 Me Me Me Me B-98 B-9%8 g-25 B-76 B-76
k-37 H H H H B-101 B-101 g-26 B-80 B-80
k-39 Et Et Et Et B-106 B-106 g-27 B-83 B-83
k40 n-Bu n-Bu n-Bu n-Bu B-109 B-109 60 g:;g g:gg g:gg
k-42 Me Me Me Ph B-112 B-112 g_30 B-100 B-100
k-43 i-Pr i-Pr i-Pr i-Pr B-116 B-116 g-31 B-117 B-117
k-44 2-MeOEt 2-MeOEt 2-MeOEt 2-MeOEt B-123 B-123 g-32 B-125 B-125
k45 3-tol Me 3-tol Me B-126 B-126 g:gg g:gg g:gg
k-50 Me Et Me Ph B-72 B-17 65 g-36 B-14 B-74
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@
O,

A Al
Compound No. Ay A
n-11 B-14 B-14
n-13 B-8 B-8
n-16 B-21 B-21
n-17 B-26 B-26
n-18 B-31 B-31
n-20 B-42 B-42
n-27 B-67 B-67
n-28 B-71 B-71
n-29 B-75 B-75
n-30 B-78 B-78
n-31 B-81 B-81
n-32 B-85 B-85
n-33 B-88 B-88
n-34 B-91 B-91
n-36 B-98 B-98
n-37 B-101 B-101
n-39 B-109 B-109
n-41 B-112 B-112
n-42 B-116 B-116
n-43 B-123 B-123
n-44 B-126 B-126
n-49 B-72 B-17

©)
e}

Ag Al
Compound No. A A
o-11 B-14 B-14
o-13 B-8 B-8
o-16 B-21 B-21
o-17 B-26 B-26
o-18 B-31 B-31
0-26 B-62 B-62
0-28 B-73 B-73
0-31 B-84 B-84
0-32 B-85 B-85
0-33 B-86 B-86
0-34 B-87 B-87
0-36 B-93 B-93
0-37 B-98 B-101
0-39 B-106 B-106
0-40 B-107 B-110
0-42 B-116 B-119
0-47 B-1 B-61
0-49 B-72 B-75
0-50 B-67 B-76

20

25

30

35

45

50

55

60

65

82
®
e} e}

A Al
Compound No. Ay A
p-1 B-1 B-1
p-4 B-8 B-8
p-7 B-14 B-14
p-9 B-27 B-27
p-11 B-42 B-42
p-18 B-17 B-17
p-23 B-1 B-8
p-25 B-1 B-20
p-26 B-63 B-63
p-28 B-71 B-71
p-29 B-74 B-74
p-30 B-76 B-76
p-31 B-80 B-80
p-32 B-83 B-83
p-33 B-87 B-87
p-34 B-93 B-93
p-36 B-98 B-98
p-37 B-101 B-101
p-39 B-106 B-106
p-40 B-109 B-109
p-42 B-112 B-112
p-43 B-116 B-116
p-44 B-123 B-123
p-45 B-126 B-126
p-50 B-72 B-17

@
S
A Ajl

Compound No. Ay A
q-1 B-1 B-1
q-4 B-8 B-8
q-7 B-14 B-14
q-9 B-27 B-27
g-11 B-42 B-42
q-18 B-17 B-17
q-23 B-1 B-8
q-25 B-1 B-20
q-27 B-67 B-67
q-28 B-71 B-71
q-29 B-75 B-75
q-30 B-78 B-78
g-31 B-81 B-81
q-32 B-85 B-85
q-33 B-88 B-88
q-34 B-91 B-91
q-36 B-98 B-98
q-37 B-100 B-100
q-38 B-101 B-101
q-41 B-106 B-106
q-42 B-109 B-109
q-44 B-113 B-113
q-45 B-114 B-114
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@) ®
S S
5 S S
Ap Aq
10
Compound No. Ay Ap
Ap Aq
-1 B-1 B-1
-4 B-8 B-8 Compound No. Ay A
-7 B-14 B-14 s 1 B 51
8 B-21 B-21 w4 B8 B8
11 B-42 B-42 t-7 B-14 B-14
13 B-47 B-47 t-g g-é? g-;?
t- - -
18 B-17 B-17 010 B B
23 B-1 B-8 t-13 B-8 B-8
25 B-1 B-20 20 23 B-1 B-1
27 B-67 B-67 t;z g_éz g-gz
t- - -
r-28 B71 B-71 t-28 B-73 B-73
29 B-75 B-75 t-31 B-84 B-84
30 B-78 B-78 t-32 B-85 B-85
31 B-81 B-81 25 t-33 B-86 B-86
t-35 B-97 B-97
32 B-85 B-85 36 B.99 B9
33 B-88 B-88 38 B-109 B-109
34 B-91 B-91 t-40 B-112 B-112
36 B-98 B-98 t-42 B-106 B-106
} i i 30 t-43 B-109 B-109
=37 B-101 B-101 t-45 B-112 B-112
-39 B-106 B-106 t-46 B-116 B-116
40 B-109 B-109 t-47 B-123 B-123
42 B-112 B-112 t-48 B-126 B-126
43 B-116 B-116
44 B-123 B-123 35
45 B-126 B-126
50 B-72 B-17
, (C)]
Ry Ry R R'»
40
5 S 45 Ap Ay,
Com-
pound
No. Ry Ry Ry R'5 Ay App
A Al 50 u-l Me Me Me Me B-1 B-1
u-4 Me Me Me Me B-8 B-8
Compound No. A A w7 H H H Me B-47 B-47
u-12 i-Pr i-Pr i-Pr i-Pr B-17 B-17
-1 B-1 B-1 u-14 Et Et Ph Ph B-26 B-26
s-4 B-8 B-8 u-16 Me Me Me Me B-62 B-62
s-12 B-27 B-27 55 u-17 Me Me Me Me B-65 B-65
s-16 B-63 B-63 u-18 Me Me Me Me B-73 B-73
s-18 B-71 B-71 u-20 Me Me Me Me B-86 B-86
519 B-76 B-76 u-21 H H H H B-83 B-83
§-20 B-80 B-80 u-23 Et Et Et Et B-103 B-103
s-21 B-83 B-83 u-24 n-Bu n-Bu n-Bu n-Bu B-113 B-113
§-22 B-87 B-87 u-26 Me Me Me Ph B-126 B-126
23 B-93 B-93 60 w27 i-Pr i-Pr i-Pr i-Pr B-130 B-130
§-24 B-94 B-94 u-29 Et Et Ph Ph B-92 B-92
§-25 B-99 B-99
s-27 B-114 B-114
s-28 B-121 B-121

% b5 125 Moreover, for a purpose of imparting durability at the time
::30 B129 B129 65 of driving a device, a hydrogen atom of the compound repre-

sented by formula (Y1), formula (1) and formula (F-1) may
be substituted by a deuterium atom.
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The molecular weight of the compound represented by
formula (Y1), formula (1) and formula (F-1) for use in the
present invention is preferably from 500 to 2,000, more pref-
erably from 500 to 1,500. Thanks to the molecular weight of
500 to 2,000, vapor deposition of the material becomes pos-
sible and the heat resistance can be more elevated.

The compound represented by formula (Y1), formula (1)
and formula (F-1) for use in the present invention can be
synthesized by applying a known method.

The amount used of the compound represented by formula
(Y1), formula (1) and formula (F-1) for use in the present
invention is preferably from 10 to 300 nm, more preferably
from 30 to 150 nm, still more preferably from 50 to 120 nm,
in terms of a single layer in a state after film is formed. In the
case of using the compound as a layer interposed between the
photoelectric conversion layer and the charge blocking layer,
the amount used is preferably 100 nm or less, more preferably
50 nm or less, still more preferably 20 nm or less, in terms of
a single layer.

Each of the compounds represented by formulae (Y1), (1)
and (F-1) according to the present invention for use in the film
formation preferably has a purity of 95% or more, more
preferably 97% or more, still more preferably 99% or more.
This material purity can be determined from a chromatogram
obtained by monitoring the absorbance at 254 nm by a high-
performance liquid chromatography. Impurities contained
include an intermediate mingled at the synthesis, a by-prod-
uct and a decomposition product due to oxidation, reduction,
hydrolysis and the like of the objective compound.

The amount of the heavy element impurity contained in
each of the compounds represented by formulae (Y1), (1) and
(F-1) according to the present invention for use in the film
formation is preferably 7,000 ppm or less, more preferably
100 ppm or less, still more preferably 10 ppm or less. The
impurity content can be determined using a high-frequency
inductively coupled plasma mass spectrometer. The heavy
element impurity as used herein indicates elements belonging
to the third or higher period of the periodic table, such as
magnesium iron, coppet, palladium nickel, sodium potas-
sium, cesium, chlorine, bromine and iodine, but excludes the
elements contained in the compounds represented by formu-
lae (Y1), (1) and (F-1). Such a heavy element impurity may be
contained as a substituent of an ionic compound or an organic
compound. These impurities can be removed by recrystalli-
zation or the like operation but are preferably removed by
sublimation purification.

Also, the present invention refers to a compound repre-
sented by the following formula (F-10):
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following formula (A-1); A, is substituted as any one of R, |,
to Ry, and A, is substituted as any one of R';;; toR';; ;Y
each independently represents a carbon atom, a nitrogen
atom, an oxygen atom, a sulfur atom or a silicon atom, which
may further have a substituent; when these groups have a
substituent, the carbon number of the further substituent is
preferably 2:

Formula (A-1)

Rag * Ra,
Ray N Rap
Rag Xa Raz
Ras Ray

wherein each of Ra; to Rag independently represents a
hydrogen atom, a halogen atom, an alkyl group, an aryl
group or a heterocyclic group, which may further have a
substituent; * represents the bonding position; and Xa repre-
sents a single bond, an oxygen atom, a sulfur atom, or an
alkylene group, an alkenylene group, a cycloalkylene group,
a cycloalkenylene group, an arylene group, a divalent hetero-
cyclic group or an imino group, which may further have a
substituent.

Moreover, the present invention refers to a photoelectric
conversion material containing the compound represented by
formula (F-10), or a film.

Inthe case where the photoelectric conversion device of the
present invention has a hole blocking layer as in the embodi-
ment shown in FIG. 1B, an electron-accepting material is
preferably used as the material for forming the hole blocking
layer. Examples of the electron-accepting material which can
be used include an oxadiazole derivative such as 1,3-bis(4-
tert-butylphenyl-1,3,4-oxadiazolyl)phenylene (OXD-7); an
anthraquinodimethane derivative; a diphenylquinone deriva-
tive; bathocuproine, bathophenanthroline and their deriva-
tives; a triazole compound; a tris(8-hydroxyquinolinato)alu-
minum complex; a bis(4-methyl-8-quinolinato)aluminum
complex; a distyrylarylene derivative; and a silole compound.
Also, a material having satisfactory electron transportability
can be used even if it is not an electron-accepting organic
material. A porphyrin-based compound, a styryl-based com-
pound such as DCM (4-dicyanomethylene-2-methyl-6-(4-
(dimethylaminostyryl))-4H-pyrane), and a 4H-pyrane-based
compound can be used.

Formula (F-10)

wherein each of R, |, to Ry, R';;; to R';; 5 independently
represents a hydrogen atom, a halogen atom, an alkyl group,
an aryl group, a heterocyclic group, a hydroxyl group, an
amino group or a mercapto group, which may further have a

60

Specifically, the compounds described in JP-A-2008-
72090 (Patent Document 2) are preferred.

The electron blocking layer and hole blocking layer can be
formed by vapor deposition. The vapor deposition may be

substituent; any one of R, s to R | ¢ is linked with any one of 45 either physical vapor deposition (PVD) or chemical vapor

R'|;5s to R’} to form a single bond; each of A,; and A,
independently represents a substituent represented by the

deposition (CVD), but physical vapor deposition such as
vacuum deposition is preferred. In the case of depositing the
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film by vacuum deposition, the production conditions such as
vacuum degree and deposition temperature can be set accord-
ing to conventional methods.

As for the conditions in the vacuum deposition, the degree
of vacuum (pressure in the apparatus) is preferably 1x10~2 Pa
or less, more preferably 1x10~> Pa or less, still more prefer-
ably 1x107* Pa or less. The decomposition of a material can
be more suppressed under higher vacuum. The temperature of
the crucible working out to a vapor deposition source is
preferably from 200 to 500° C., more preferably from 300 to
400° C. A higher temperature yields a higher film forming
rate and a higher productivity, and a lower temperature
enables more suppressing the decomposition of a material.

The thickness of the electron blocking layer and hole
blocking layer is preferably from 10 to 300 nm, more prefer-
ably from 30 to 150 nm, still more preferably from 50 to 100
nm. With a thickness of 10 nm or more, a suitable dark
current-reducing effect is obtained, and with a thickness of
300 nm or less, a suitable photoelectric conversion efficiency
is obtained. Incidentally, a plurality of layers may be formed
for the charge blocking layer.

(Photoelectric Conversion Layer)

The organic material constituting the photoelectric conver-
sion layer 12 preferably contains at least either one of'a p-type
organic semiconductor and an n-type organic semiconductor.

The p-type organic semiconductor (compound) is a donor-
type organic semiconductor (compound) and indicates an
organic compound having a property of readily donating an
electron, mainly typified by a hole-transporting organic com-
pound. More specifically, this is an organic compound having
a smaller ionization potential when two organic materials are
used in contact. Accordingly, the donor-type organic com-
pound may be any organic compound as long as it is an
organic compound having an electron donating property.
Examples of the compound which can be used include a
triarylamine compound, a benzidine compound, a pyrazoline
compound, a styrylamine compound, a hydrazone com-
pound, a triphenylmethane compound, a carbazole com-
pound, a polysilane compound, a thiophene compound, a
phthalocyanine compound, a cyanine compound, a merocya-
nine compound, an oxonol compound, a polyamine com-
pound, an indole compound, a pyrrole compound, a pyrazole
compound, a polyarylene compound, a fused aromatic car-
bocyclic compound (e.g., naphthalene derivative, anthracene
derivative, phenanthrene derivative, tetracene derivative,
pyrene derivative, perylene derivative, fluoranthene deriva-
tive), and a metal complex having a nitrogen-containing het-
erocyclic compound as a ligand. The donor-type organic
semiconductor is not limited to these compounds and, as
described above, any organic compound having an ionization
potential smaller than that of the organic compound used as
an n-type (acceptor) compound may be used as the donor-
type organic semiconductor.

The material used for the photoelectric conversion layer
needs to absorb light and therefore, is preferably a dye. A dye
having an absorption maximum wavelength of 400 to 700 nm
is preferred and in view of high sensitivity, a dye having an
absorption maximum wavelength of 500 to 600 nm is pre-
ferred. Because of necessity to absorb light, the molar extinc-
tion coefficient of the material is preferably 10,000 cm™
(mol/L)™* or more, more preferably 30,000 cm™" (mol/L)~" or
more, still more preferably 50,000 cm™ (mol/L)™" or more.
These absorption characteristics can be determined using a
visible light absorption spectrophotometer after preparing a
dilute chloroform solution.

The p-type organic semiconductor is preferably a com-
pound represented by the following formula (I):

w

20

25

30

35

40

45

50

55

60

65

88

Formula (I):
e L Ls
,Zi E {]{ >\D1
1 nl
s \O

wherein Z, represents an atomic group necessary for form-
ing a 5- or 6-membered ring, each of L. |, L, and [; represents
an unsubstituted methine group or a substituted methine
group, D, represents an atomic group, and nl represents an
integer of 0 or more.

Z, represents an atomic group necessary for forming a 5-or
6-membered ring. The ring formed is preferably a ring usu-
ally used as an acidic nucleus in merocyanine dyes, and
specific examples thereof include the followings:

(a) a 1,3-dicarbonyl nucleus: such as 1,3-indanedione
nucleus, 1,3-cyclohexanedione, 5,5-dimethyl-1,3-cyclo-
hexanedione and 1,3-dioxane-4,6-dione,

(b) a pyrazolinone nucleus: such as 1-phenyl-2-pyrazolin-5-
one, 3-methyl-1-phenyl-2-pyrazolin-5-one and 1-(2-ben-
zothiazoyl)-3-methyl-2-pyrazolin-5-one,

(c) an isoxazolinone nucleus: such as 3-phenyl-2-isoxazolin-
5-one and 3-methyl-2-isoxazolin-5-one,

(d) an oxyindole nucleus: such as 1-alkyl-2,3-dihydro-2-oxy-
indole,

(e) a 2,4,6-triketohexahydropyrimidine nucleus: such as bar-
bituric acid, 2-thiobarbituric acid and their derivatives;
examples of the derivative include a 1-alkyl form such as
1-methyl and 1-ethyl, a 1,3-dialkyl form such as 1,3-dim-
ethyl, 1,3-diethyl and 1,3-dibutyl, a 1,3-diaryl form such as
1,3-diphenyl, 1,3-di(p-chlorophenyl) and 1,3-di(p-ethoxy-
carbonylphenyl), a 1-alkyl-1-aryl form such as 1-ethyl-3-
phenyl, and a 1,3-diheterocyclic substitution form such as
1,3-di(2-pyridyl),

(f) a 2-thio-2,4-thiazolidinedione nucleus: such as rhodanine
and its derivatives; examples of the derivative include a
3-alkylrhodanine such as 3-methylrhodanine, 3-ethyl-
rhodanine and 3-allylrhodanine, a 3-arylrhodanine such as
3-phenylrhodanine, and a 3-heterocyclic ring-substituted
rhodanine such as 3-(2-pyridyl)rhodanine,

(g) a 2-thio-2,4-oxazolidinedione (2-thio-2,4-(3H,5H)-0x-
azoledione) nucleus: such as 3-ethyl-2-thio-2,4-oxazo-
lidinedione,

(h) a thianaphthenone nucleus: such as 3 (2H)-thianaph-
thenone-1,1-dioxide,

(1) a 2-thio-2,5-thiazolidinedione nucleus: such as 3-ethyl-2-
thio-2,5-thiazolidinedione,

(j) a 2,4-thiazolidinedione nucleus: such as 2,4-thiazo-
lidinedione, 3-ethyl-2,4-thiazolidinedione and 3-phenyl-2,
4-thiazolidinedione,

(k) a thiazolin-4-one nucleus: such as 4-thiazolinone and
2-ethyl-4-thiazolinone,

(1) a 2,4-imidazolidinedione (hydantoin) nucleus: such as
2,4-imidazolidinedione and 3-ethyl-2,4-imidazolidinedi-
one,

(m) a 2-thio-2.4-imidazolidinedione (2-thiohydantoin)
nucleus: such as 2-thio-2,4-imidazolidinedione and
3-ethyl-2-thio-2,4-imidazolidinedione,

(n) an imidazolin-5-one nucleus: such as 2-propylmercapto-
2-imidazolin-5-one,

(0) a 3,5-pyrazolidinedione nucleus: such as 1,2-diphenyl-3,
S-pyrazolidinedione and 1,2-dimethyl-3,5-pyrazolidinedi-
one,
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(p) a benzothiophen-3-one nucleus: such as benzothiophen-
3-one, oxobenzothiophen-3-one and dioxobenzothiophen-
3-one, and

(9) an indanone nucleus: such as 1-indanone, 3-phenyl-1-
indanone, 3-methyl-1-indanone, 3,3-diphenyl-1-indanone
and 3,3-dimethyl-1-indanone.

The ring formed by Z, is preferably a 1,3-dicarbonyl
nucleus, a pyrazolinone nucleus, a 2,4,6-triketohexahydropy-
rimidine nucleus (including a thioketone form, e.g., barbitu-
ric acid nucleus, 2-thiobarbituric acid nucleus), a 2-thio-2,4-
thiazolidinedione nucleus, a 2-thio-2,4-oxazolidinedione
nucleus, a 2-thio-2,5-thiazolidinedione nucleus, a 2,4-thiazo-
lidinedione nucleus, a 2,4-imidazolidinedione nucleus, a
2-thio-2,4-imidazolidinedione nucleus, a 2-imidazolin-5-one
nucleus, a 3,5-pyrazolidinedione nucleus, a benzothiophen-
3-one nucleus or an indanone nucleus, more preferably a
1,3-dicarbonyl nucleus, a 2,4,6-triketohexahydropyrimidine
nucleus (including a thioketone form, e.g., barbituric acid
nucleus, 2-thiobarbituric acid nucleus), a 3,5-pyrazolidinedi-
one nucleus, a benzothiophen-3-one nucleus or an indanone
nucleus, still more preferably a 1,3-dicarbonyl nucleus or a
2.4,6-triketohexahydropyrimidine nucleus (including a
thioketone form, e.g., barbituric acid nucleus, 2-thiobarbitu-
ric acid nucleus), yet still more preferably a 1,3-indanedione
nucleus, a barbituric acid nucleus, a 2-thiobarbituric acid
nucleus or a derivative thereof.

The ring formed by Z, is preferably a ring represented by
the following formula:

7> represents an atomic group necessary for forming a 5- or
6-membered ring. Z> can be selected from the above-de-
scribed rings formed by Z, and is preferably a 1,3-dicarbonyl
nucleus or a 2,4,6-triketohexahydropyrimidine nucleus (in-
cluding a thioketone form), more preferably a 1,3-indanedi-
one nucleus, a barbituric acid nucleus, a 2-thiobarbituric acid
nucleus or a derivative thereof.

It has been found that by controlling the interaction
between acceptor parts, high hole transportability can be
brought out when depositing the film by vapor co-deposition
with Cg,. The interaction can be controlled by the structure of
the acceptor part and introduction of a substituent working
out to a steric hindrance. In the barbituric acid nucleus and
2-thiobarbituric acid nucleus, both two hydrogens at two
N-positions are preferably substituted for by a substituent,
whereby the intermolecular interaction can be controlled.
Examples of the substituent include the later-described sub-
stituent W, and the substituent is preferably an alkyl group,
more preferably a methyl group, an ethyl group, a propyl
group or a butyl group.

In the case where the ring formed by Z, is a 1,3-indanedi-
one nucleus, a group represented by formula (IV) or a group
represented by formula (V) is preferred.
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Formula (IV):

Ryz Rq3

R4y Rys

wherein each of R,; to R,, independently represents a
hydrogen atom or a substituent.

Formula (V):
Ry R47
Rys O Rys
R4y Q Ryg
@) I O

wherein each of R,;, R,, and R, to R 5 independently
represents a hydrogen atom or a substituent.

In the case of a group represented by formula (IV), each of
R,, to R,, independently represents a hydrogen atom or a
substituent. As to the substituent, for example, those
described as the substituent W may be applied. Adjacent
members out of R, to R, may combine to form a ring, and it
is preferred that R ,, and R, ; combine together to form a ring
(for example, a benzene ring, a pyridine ring or a pyrazine
ring). Preferably, all of R, to R, are a hydrogen atom.

The group represented by formula (IV) is preferably a
group represented by formula (V).

In the case of a group represented by formula (V), each of
R,;, Ry, and R 5 to R, independently represents a hydrogen
atom or a substituent. As to the substituent, for example, those
described as the substituent W may be applied. It is preferred
that all of R,;, R, and R ;5 to R4 are a hydrogen atom.

In the case where the ring formed by Z, is a 2,4,6-triketo-
hexahydropyrimidine nucleus (including a thioketone form),
a group represented by formula (V1) is preferred.

Formula (VI):
Rgs
Rg) Rex
N N
(@) @]

wherein each of Ry, and Ry, independently represents a
hydrogen atom or a substituent, and Rg; represents an oxygen
atom, a sulfur atom or a substituent.
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In the case of a group represented by formula (VI), each of
Ry, and Ry, independently represents a hydrogen atom or a
substituent. As to the substituent, for example, those
described as the substituent W may be applied. Each of R,
and Ry, is independently, preferably an alkyl group, an aryl
group or a heterocyclic group (e.g., 2-pyridyl), more prefer-
ably an alkyl group having a carbon number of 1 to 6 (e.g.,
methyl, ethyl, n-propyl, tert-butyl).

Rg; represents an oxygen atom, a sulfur atom or a substitu-
ent, but R preferably represents an oxygen atom or a sulfur
atom. The substituent is preferably a substituent with the
bonding part being a nitrogen atom or a carbon atom. In the
case of a nitrogen atom, the substituent is preferably an alkyl
group (having a carbon number of 1 to 12) or an aryl group
(having a carbon number of 6 to 12), and specific examples
thereofinclude a methylamino group, an ethylamino group, a
butylamino group, a hexylamino group, a phenylamino group
and a naphthylamino group. In the case of a carbon atom, it
may be sufficient if at least one electron-withdrawing group is
further substituted. The electron-withdrawing group includes
acarbonyl group, a cyano group, a sulfoxide group, a sulfonyl
group and a phosphoryl group and preferably further has a
substituent. Examples of this substituent include the substitu-
ent W. Rg; preferably forms a 5- or 6-membered ring contain-
ing the carbon atom, and specific examples thereof include
those having the following structures.
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In the groups above, Ph indicates a phenyl group.

Each of L, L., and L; independently represents an unsub-
stituted methine group or a substituted methine group. Sub-
stituted methine groups may combine together to form a ring
(for example, a 6-membered ring such as benzene ring).
Examples of the substituent of the substituted methine group
include the substituent W, and it is preferred thatall of L, L,
and L; are an unsubstituted methine group.

nl represents an integer of 0 or more, preferably represents
an integer of 0 to 3, and is more preferably 0. When nl
becomes large, the absorption wavelength region is allowed
to reside on a long wavelength side, but the thermal decom-
position temperature becomes low. From the standpoint of
having appropriate absorption in the visible region and sup-
pressing thermal decomposition at the vapor deposition of
film, n1 is preferably O.

D, represents an atomic group. D, is preferably a group
containing —NR%R?), and it is more preferred that D, rep-
resents an —NR*(R?)-substituted aryl group (preferably a
phenyl or naphthyl group which may be substituted). Each of
R and R® independently represents a hydrogen atom or a
substituent, and examples of the substituent represented by
R? and R? include the substituent W, but the substituent is
preferably an aliphatic hydrocarbon group (preferably an
alkyl or alkenyl group which may be substituted), an aryl
group (preferably a phenyl group which may be substituted)
or a heterocyclic group. The heterocyclic group is preferably
a 5-membered ring such as furan, thiophene, pyrrole and
oxadiazole.

In the case where each of R and R” is a substituent (pref-
erably an alkyl group or an alkenyl group), the substituent
may form a ring (preferably a 6-membered ring) by combin-
ing with a hydrogen atom or a substituent in the aromatic ring
(preferably benzene ring) structure of the —NR“(R?)-substi-
tuted aryl group. In this case, D, is preferably represented by
formula (VIII), (IX) or (X) described later.

The substituents R and R? may combine together to form
aring (preferably a 5- or 6-membered ring, more preferably a
6-membered ring), or each of R and R® may combine with a
substituent in L. (which indicates any one of L., L, and L.;) to
form a ring (preferably a 5- or 6-membered ring, more pref-
erably a 6-membered ring).

D, is preferably an aryl group (preferably a phenyl group)
substituted with an amino group at the para-position. In this
case, D, is preferably represented by the following formula
(II). The amino group may be substituted. Examples of the
substituent of the amino group include the substituent W, but
the substituent is preferably an aliphatic hydrocarbon group
(preferably an alkyl group which may be substituted), an aryl
group (preferably a phenyl group which may be substituted)
or a heterocyclic group. The amino group is preferably an
amino group substituted with two aryl groups, a so-called
diaryl group-substituted amino group. In this case, D, is pref-
erably represented by the following formula (III). The sub-
stituent (preferably an alkyl or alkenyl group which may be
substituted) of the amino group may combine with a hydro-
gen atom or a substituent in the aromatic ring (preferably
benzene ring) structure of the aryl group to form a ring (pref-
erably a 6-membered ring).
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Formula (II):
Ry R,
R,
R¢
e
R3 2 T
Rg Ry Rs

wherein each of R, to Ry independently represents a sub-
stituent and out of these substituents, two substituents posi-
tioned at mutual ortho-positions with respect to the benzene
ring may be combined together to form a ring. n2 represents
an integer of 0 to 3 and is preferably an integer 0o 0 to 2, more
preferably O or 1.

Formula (III):
Rys Ry Ry3
Rz Ra Rao
Ry3 3 N Ry
Rie Ry Ry
Rs Rag
Rsj Rs;
R3p

wherein each of R, to R;¢, R, t0o Ry, and Ry, to Ry,
independently represents a hydrogen atom or a substituent
and out of these substituents, two substituents at mutual
ortho-positions with respect to the benzene ring may combine
with each other to form a ring. n3 represents an integer of 0 to
3 and is preferably an integer of 0 to 2, more preferably 0 or
1.

In the case where each of R® and R? is an aliphatic hydro-
carbon group, an aryl group or a heterocyclic group, the
substituent is preferably an alkyl group, an alkenyl group, an
aryl group, an alkoxy group, an aryloxy group, an acyl group,
an alkoxycarbonyl group, an aryloxycarbonyl group, an acy-
lamino group, a sulfonylamino group, a sulfonyl group, a silyl
group or an aromatic heterocyclic group, more preferably an
alkyl group, an alkenyl group, an aryl group, an alkoxy group,
an aryloxy group, a silyl group or an aromatic heterocyclic
group, still more preferably an alkyl group, an aryl group, an
alkoxy group, an aryloxy group, a silyl group or an aromatic
heterocyclic group. As for specific examples, those described
as the substituent W may be applied.

Each of R® and R” is preferably an alkyl group, an aryl
group or an aromatic heterocyclic group. Each of R and R? is
more preferably an alkyl group, an alkylene group forming a
ring by combining with L, or an aryl group, still more pref-
erably an alkyl group having a carbon number of 1 to 8, an
alkylene group forming a 5- or 6-membered ring by combin-
ing with L, or a substituted or unsubstituted phenyl group, yet
still more preferably an alkyl group having a carbon number
of'1 to 8, or a substituted or unsubstituted phenyl group.
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It is also preferred that D, is represented by the following
formula (VID).

Formula (VII):

Rey  Rx Rog Ry7
|
Ro) N
~
g C’O N
m Ros
Ros Ry Ros

wherein each of Ry, to Ryy independently represents a
hydrogen atom or a substituent; m represents an integer of 0
or more, and m is preferably O or 1; each of Rx and Ry
independently represents a hydrogen atom or a substituent
and when m is an integer of 2 or more, Rx’s or Ry’s bonded
to respective 6-membered rings may be different substituents;
Ry, andRy,, Ry, and Rx, Rx and Ry, Ry, and Ry, Rg; and Ry,
Ry and Ry, Ry and Ry, or Ry, and Ry may independently
combine together to form a ring; and the bonding part to L,
(whennis 0, to L., ) may be the position of Ry, Ry, or Ry and
in this case, the substituent or hydrogen atom corresponding
to Ry, Ry, or Ry; may be bonded to the site denoted as the
bonding part to L, in formula (VII) and adjacent R’s may
combine together to form a ring. The expression “adjacent
R’s may combine together to form a ring” as used herein
indicates that, for example, in the case where R, is the bond-
ing partto L.; (whennis 0, to L, ), assuming that Ry, is bonded
to the bonding part of formula (VII), R, and Ry; may com-
bine to form a ring; in the case where Ry, is the bonding part
to L; (whennis 0, to L), assuming that Ry, is bonded to the
bonding part of formula (VII), Ry, and Ry, or Ry, and
Ry; may combine together to form a ring; and in the case
where Rg; is the bonding part to L; (when n is 0, to L)),
assuming that R, is bonded to the bonding part of formula
(VID), Rgp and Ry, or Ry, and Ry, may combine together to
form a ring.

The ring above is preferably a benzene ring.

Examples of the substituents Ry, to Rgg, Rx and Ry include
the substituent W.

All of Ry, to Ry, are preferably a hydrogen atom, and both
Rx and Ry are preferably a hydrogen atom. It is preferred that
Ry, to Ry, are a hydrogen atom and at the same time, Rx and
Ry are a hydrogen atom.

Each of Ry, and Ry, is independently, preferably a phenyl
group which may be substituted, and examples of the sub-
stituent include the substituent W, but an unsubstituted phenyl
group is preferred.

m represents an integer of 0 or more and is preferably O or
1.

Itis also preferred that D, is a group represented by formula
(VII), (IX) or (X).
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Formula (VIII):
Rsy
Rs3
Il\T Rsz
Rs)

wherein each of Ry, to Ry, independently represents
hydrogen or a substituent. Examples of the substituent
include the substituent W. R, and Rs;, or Ry, and Rs, may
combine together to form a ring.

Formula (TX):
Res
AN
Res
N Re>
L

wherein each of Ry, to Ry, independently represents
hydrogen or a substituent. Examples of the substituent
include the substituent W. R, and R, or R, and R, may be
combined together to form a ring.

Formula (X):

Ry Ry

Ry

wherein each of R,; to R,; independently represents
hydrogen or a substituent. Examples of the substituent
include the substituent W. R, and R,; may be combined
together to form a ring.

D, is more preferably a group represented by formula (II)
or (IID).

In formula (IT), each of R, to R4 independently represents a
hydrogen atom or a substituent, and R; and R,, R; and R, R
andR¢, R, and R, or R, and R; may combine together to form
a ring.

Examples of the substituent in R, to R, include the sub-
stituent W. It is preferred that R, to R, are a hydrogen atom or
that R, and R, or R, and Ry form a 5-membered ring, and
more preferably, all of R, to R, are a hydrogen atom.

Examples of the substituent in R5 and Ry include the sub-
stituent W. Among the substituents, a substituted or unsubsti-
tuted aryl group is preferred. The substituent of the substi-
tuted aryl is preferably an alkyl group (e.g., methyl, ethyl) or
an aryl group (e.g., phenyl, naphthylene, phenanthryl,
anthryl). Each of R and R is preferably a phenyl group, an
alkyl-substituted phenyl group, a phenyl-substituted phenyl
group, a naphthylene group, a phenanthryl group, an anthryl
group, or a fluorenyl group (preferably 9,9'-dimethyl-2-fluo-

renyl group).
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In formula (IIT), each of R, to Ry, R, to R,, and R, to
R;, independently represents a hydrogen atom or a substitu-
ent. Also, respective members out of R;; to R, R, to R,
and R;, to R;, may combine together to form a ring.
Examples of the ring formation include a case where R |, and
R,,, or R;; and R, , combine to form a benzene ring, a case
where two adjacent members out of R, to R,, (R, and R,
R,;and R,,, R, and R,,;, orR,, and R,,) combine to form a
benzene ring, a case where two adjacent members out of R;,
toR;, (Ry,andR55, Ry;and R, RypandR;,, or Ry, and R5,)
combine to form a benzenering, and acase whereR,, and R,
combine to form a 5-membered ring together with the N
atom.

Examples of the substituent represented by R, , toR ., R,
to R,, and R, to R, include the substituent W. The substitu-
ent is preferably an alkyl group (e.g., methyl, ethyl) or an aryl
group (e.g., phenyl, naphthyl), and such a group may further
substituted with a substituent W (preferably an aryl group).
Above all, a case where R,, and R;, are a substituent is
preferred, and a case where at the same time, the others R, ; to
R,. R, to R,, and R;; to R, are a hydrogen atom is more
preferred.

The compound represented by formula (I) is preferably a
compound represented by the following formula (pI).

Formula (pI):
Rp, Rp,
/.--.KLI%L%LS OO Rp;
Lz, nl
aees \O Ros N/RP21
Rps Rps I|{Pzz

wherein Z, represents a ring containing two carbon atoms,
which is a fused ring containing a 5-membered ring, a
6-membered ring or at least either a S-membered ring or a
6-membered ring; each of L}, I, and L, independently rep-
resents an unsubstituted methine group or a substituted
methine group; n, represents an integer of 0 or more; each of
Rp,, Rp,, Rps, Rp., Rps and Rp, independently represents a
hydrogen atom or a substituent, Rp, and Rp,, Rp, and Rp;,
Rp, and Rps, or Rps and Rp, may be combined with each
other to form a ring; and each of Rp,, and Rp,, independently
represents a substituted aryl group, an unsubstituted aryl
group, a substituted heteroaryl group or an unsubstituted
heteroaryl group.

A compound in which, as described above, a naphthylene
group is disposed for the linking part of donor part (the moiety
of —NRp,,Rp,,)/acceptor part (the moiety bonded to the
naphthylene group through L, to L,) is used as a photoelectric
conversion material together with fullerenes, whereby a pho-
toelectric conversion device having excellent heat resistance
and high responsivity can be obtained. It is considered that
thanks to a naphthylene group disposed for the linking part of
donor part/acceptor part, interaction with fullerenes is
enhanced and the response speed is improved. Also, the com-
pound above has sufficient sensitivity.

In formula (pI), each of L, L, and L; independently rep-
resents an unsubstituted methine group or a substituted
methine group, Substituents of the substituted methine group
may combine with each other to form a ring. Examples of the
ring include a 6-membered ring (e.g., benzene ring).
Examples of the substituent of the substituted methine group
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include the later-described substituent W. It is preferred that
allof L, L, and L, are an unsubstituted methine group.

n, represents an integer of 0 or more, preferably represents
an integer of 0 to 3, and is still more preferably 0. When n,
becomes large, the absorption wavelength region is allowed
to reside on a long wavelength side, but the thermal decom-
position temperature becomes low. From the standpoint of
having appropriate absorption in the visible region and sup-
pressing thermal decomposition at the vapor deposition, n, is
preferably 0.

Each of Rp, to Rp, independently represents a hydrogen
atom or a substituent. In the case where each of Rp, to Rpg
represents a substituent, examples of the substituent repre-
sented by Rp, to Rp, include the later-described substituent
W, especially, a halogen atom, an alkyl group, an aryl group,
a heterocyclic group, a hydroxyl group, a nitro group, an
alkoxy group, an aryloxy group, a heterocyclic oxy group, an
amino group, an alkylthio group, an arylthio group, an alkenyl
group, a cyano group or a heterocyclic thio group are prefer-
able.

Each of Rp, to Rp, is independently, preferably a hydrogen
atom, a halogen atom, an alkyl group, an aryl group, a het-
erocyclic group, a hydroxyl group, a nitro group, an alkoxy
group, an aryloxy group, a heterocyclic oxy group, an amino
group, an alkylthio group, an arylthio group, an alkenyl
group, a cyano group or a heterocyclic thio group, more
preferably a hydrogen atom, an alkyl group, an aryl group or
a heterocyclic group, more preferably a hydrogen atom, an
alkyl group having a carbon number of 1 to 20, an aryl group
having a carbon number of 6 to 20, or a heterocyclic group
having a carbon number of 4 to 16, still more preferably a
hydrogen atom, an alkyl group having a carbon number of 1
to 12, or an aryl group having a carbon number of 6 to 14, yet
still more preferably a hydrogen atom, an alkyl group having
a carbon number of 1 to 6, or an aryl group having a carbon
number of 6 to 10, even yet still more preferably a hydrogen
atom. In the case of an alkyl group, the aryl group may be
branched. Also, when each of Rp, to Rpy is a substituent, the
substituent may have a further substituent. Examples of the
further substituent include the later-described substituent W.

Specific preferred examples of Rp, to Rp, include a hydro-
gen atom, a methyl group, an ethyl group, a propyl group, a
butyl group, a hexyl group, a cyclohexyl group, a phenyl
group and a naphthyl group.

Rp, and Rp,, Rp, and Rp;, Rp, and Rps, or Rps and Rpg
may be combined with each other to form a ring. Examples of
the ring include the later-described ring R. The ring is pref-
erably a benzene ring, a naphthalene ring, an anthracene ring,
a pyridine ring, a pyrimidine ring or the like.

Each of Rp,, and Rp,, independently represents a substi-
tuted aryl group, an unsubstituted aryl group, a substituted
heteroaryl group or an unsubstituted heteroaryl group. It is
preferable that both Rp,, and Rp,, are not an unsubstituted
phenyl group at the same time.

The aryl group represented by Rp,; and Rp,, is preferably
an aryl group having a carbon number of 6 to 30, more
preferably an aryl group having a carbon number of 6 to 20,
and specific examples of the aryl group include a phenyl
group, a naphthyl group, a biphenyl group, a terphenyl group,
an anthryl group and a fluorenyl group.

The substituent of the substituted aryl group in Rp,, and
Rp,, is preferably an alkyl group (e.g., methyl group, ethyl
group, tert-butyl group), an alkoxy group (e.g., methoxy
group, ethoxy group, isopropoxy group), an aryl group (e.g.,
phenyl group, naphthyl group, phenanthryl group, anthryl
group), or a heteroaryl group (e.g., thienyl group, furanyl
group, pyridyl group, carbazolyl group).

Samsung Exhibit 1057, Page 54 of 86



US 8,378,339 B2

101

The aryl group or substituted aryl group represented by
Rp,, and Rp,, is preferably a phenyl group, a substituted
phenyl group, a biphenyl group, a naphthyl group, a phenan-
thryl group, an anthryl group, a fluorenyl group, or a substi-
tuted fluorenyl group (preferably 9,9'-dimethyl-2-fluorenyl
group).

In the case where each of Rp,, and Rp,, is a heteroaryl
group, the heteroaryl group is preferably a heteroaryl group
composed of a 5-, 6- or 7-membered ring or a condensed ring
thereof. Examples of the heteroatom contained in the het-
eroaryl group include an oxygen atom, a sulfur atom and a
nitrogen atom. Specific examples of the ring constituting the
heteroaryl group include a furan ring, a thiophene ring, a
pyrrole ring, a pyrroline ring, a pyrrolidine ring, an oxazole
ring, an isoxazole ring, a thiazole ring, an isothiazole ring, an
imidazole ring, an imidazoline ring, an imidazolidine ring, a
pyrazole ring, a pyrazoline ring, a pyrazolidine ring, a triazole
ring, a furazan ring, a tetrazole ring, a pyrane ring, a thiine
ring, a pyridine ring, a piperidine ring, an oxazine ring, a
morpholine ring, a thiazine ring, a pyridazine ring, a pyrimi-
dine ring, a pyrazine ring, a piperazine ring, and a triazine
ring.

Examples of the condensed ring include a benzofuran ring,
an isobenzofuran ring, a benzothiophene ring, an indole ring,
an indoline ring, an isoindole ring, a benzoxazole ring, a
benzothiazole ring, an indazole ring, a benzimidazole ring, a
quinoline ring, an isoquinoline ring, a cinnoline ring, a
phthalazine ring, a quinazoline ring, a quinoxaline ring, a
dibenzofuran ring, a carbazole ring, a xanthene ring, an acri-
dine ring, a phenanthridine ring, a phenanthroline ring, a
phenazine ring, a phenoxazine ring, a thianthrene ring, a
thienothiophene ring, an indolizine ring, a quinolizine ring, a
quinuclidine ring, a naphthylidine ring, a purine ring, and a
pteridine ring.

The substituent of the substituted heteroaryl group in Rp,,
and Rp,, is preferably an alkyl group (e.g., methyl group,
ethyl group, tert-butyl group), an alkoxy group (e.g., methoxy
group, ethoxy group, isopropoxy group), an aryl group (e.g.,
phenyl group, naphthyl group, phenanthryl group, anthryl
group), or a heteroaryl group (e.g., thienyl group, furanyl
group, pyridyl group, carbazolyl group).

The ring constituting the heteroaryl group or substituted
heteroaryl group represented by Rp,, and Rp,, is preferably a
thiophene ring, a substituted thiophene ring, a furan ring, a
substituted furan ring, a thienothiophene ring, a substituted
thienothiophene ring, or a carbazolyl group.

Each of Rp,, and Rp,, is independently, preferably a phe-
nyl group, a naphthyl group, a fluorenyl group, a biphenyl
group, an anthracenyl group or a phenanthrenyl group, more
preferably a phenyl group, a naphthyl group or a fluorenyl
group. In the case where each of Rp,, and Rp,, has a sub-
stituent, the substituent is preferably an alkyl group, an alkyl
halide group, an alkoxy group, an aryl group or a heteroaryl
group, more preferably a methyl group, an isopropyl group, a
tert-butyl group, a trifluoromethyl group, a phenyl group or a
carbazolyl group.

In the case where Z, is a group represented by formula (V1)
or a group represented by formula (VII), the compound rep-
resented by formula (pI) becomes a compound represented by
the following formula (pII) or a compound represented by the
following formula (pIIl), respectively.

The compound represented by formula (pl) is preferably a
compound represented by the following formula (pIl) or a
compound represented by the following formula (pIII).
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Formula (pII):
R
P44 0
Rpaz Rp, Rp>
Lk{ L3 Rps
P
IC»
Ko OO R
P21
Rpas Rpy4 T
Rps  Rps  Rpa

wherein L}, L,, L3, n;, Rp;, Rpo, Rps, Rpy, Rps. Rpe. Rpoy
and Rp,, have the same meanings as in formula (pl), and
preferred ranges are also the same; Rp,;, Rp,4,, Rp,; andRp,,
have the same meanings as R, R,,, R,; and R, in formula
(IV), and preferred ranges are also the same.

Formula (pIII):
Rpss  Rpsg 0
Rpsy C O Rp;  Rpy
' Ll( PN Rps
Rps2  Rps) 0 Rpy II\T/RPZI
Rps  Rps  Rp

wherein L, L,, L3, n,, Rp;, Rp,, Rps, Rp. Rps, Rpe, Rp,,
and Rp,, have the same meanings as in formula (pl), and
preferred ranges are also the same; Rps,, Rps,, Rps;, Rps,,
Rps5 and Rps, have the same meanings as R, R4, Ry5, Ryg,
R, and R ;5 in formula (V), and preferred ranges are also the
same.

The compound represented by formula (pl) is preferably a
compound represented by the following formula (pIV).

Formula (pIV):
Rps
Rpy  Rps
. . 2 Rp; Rpyg
L 1\<L2/ 3 P3
7z, 01
SRy Rpio
O Rpy N 5
P11
Rps  Rps
Rpys Rpiz
Rpys Rpis
Rpyy

whereinZ,,L,,L,,L;,n,,Rp;, Rp,, Rps, Rp,, Rps and Rpg
have the same meanings as in formula (pl), and preferred
ranges are also the same;

each of Rp, to Rp,, and Rp,, to Rp, s independently rep-
resents a hydrogen atom or a substituent, provided that all of
Rp, to Rp,, and Rp,, to Rp,; are not a hydrogen atom at the
same time, and adjacent members out of Rp, toRp,, andRp,,
to Rp, s may combine with each other to form a ring; and Rp,
and Rp-, or Rp, and Rp, ; may be combined with each other.

In formula (pIV), each of Rp, to Rp,; and Rp,, to Rp,¢
independently represents a hydrogen atom, provided that all
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ofRp,to Rp,, and Rp, , to Rp, s are not a hydrogen atom at the
same time. Incidentally, when Rp, and Rp., or Rp; and Rp, ¢
are combined, all other members Rpg to Rp,; and Rp,, to
Rp, s may be a hydrogen atom.

In the case where each of Rp, to Rp,; and Rp,, to Rp ¢
represents a substituent, examples of the substituent repre-
sented by Rp, to Rp,; and Rp,, to Rp, s include the later-
described substituent W, especially, a halogen atom, an alkyl
group, an aryl group, a heterocyclic group, a hydroxyl group,
a nitro group, an alkoxy group, an aryloxy group, a heterocy-
clic oxy group, an amino group, an alkylthio group, an
arylthio group, an alkenyl group, a cyano group or a hetero-
cyclic thio group are preferable.

Each of Rp, to Rp,,; and Rp,, to Rp, is independently,
preferably a hydrogen atom, a halogen atom, an alkyl group,
an aryl group, a heterocyclic group, a hydroxyl group, a nitro
group, an alkoxy group, an aryloxy group, a heterocyclic oxy
group, an amino group, an alkylthio group, an arylthio group,
an alkenyl group, a cyano group or a heterocyclic thio group,
more preferably a hydrogen atom, an alkyl group, an alkenyl
group, an alkoxy group, an aryl group, an aryloxy group or a
heterocyclic group, more preferably a hydrogen atom, an
alkyl group having a carbon number of 1 to 20, an alkenyl
group having a carbon number of 2 to 20, an alkoxy group
having a carbon number of 1 to 20, an aryl group having a
carbon number of 6 to 20, an aryloxy group having a carbon
number of 6 to 20, or a heterocyclic group composed of a 5-,
6- or 7-membered ring or a condensed ring thereof, still more
preferably a hydrogen atom, an alkyl group having a carbon
number of 1 to 12, an alkenyl group having a carbon number
of'2 to 12, an alkyloxy group having a carbon number of 1 to
12, an aryl group having a carbon number of 6 to 10, an
aryloxy group having a carbon number of 6 to 10, or a het-
erocyclic group composed of a 5- or 6-membered ring or a
condensed ring thereof.

In the case of an alkyl group, the alkyl group may be either
linear or branched. Examples of the heteroatom contained in
the heterocyclic group include an oxygen atom, a sulfur atom
and a nitrogen atom.

Specific examples of the alkyl group, alkenyl group and
aryl group include the groups illustrated below as the alkyl
group, alkenyl group and aryl group of the later-described
substituent W.

Also, adjacent members out of Rp, to Rp,; and Rp,, to
Rp, s may combine with each other to form a ring. Examples
of'the ring formed include the later-described ring R. The ring
formed is preferably a benzene ring, a naphthalene ring, an
anthracene ring, a pyridine ring, a pyrimidine ring or the like.

Furthermore, Rp; and Rp-, or Rp, and Rp, ; may combine
with each other. In the case where Rp; and Rp-, or Rp, and
Rp, s are combined, a fused ring composed of four or more
rings containing a naphthylene group and a phenyl group is
formed. The linkage between Rp; and Rp, or between Rp,
and Rp, ; may be a single bond.

The compound represented by formula (I) is a compound
described in JP-A-2000-297068, and the compounds not
described in this patent publication can also be produced in
accordance with the synthesis methods described therein.

Specific examples of the compound represented by for-
mula (I) are illustrated below, but the present invention is not
limited thereto.
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15 Inthe compounds illustrated above, each of R, and R,
independently represents a hydrogen atom or a substituent.
Examples of the substituent include the substituent W, and the
substituent is preferably an alkyl group or an aryl group.

Moreover, the compound represented by formula (I), for

5o example, canbe synthesized in accordance with the following

reaction.

Rpa; N7 Rpa

» R R "
P1 P2
Pd(OAc);

MeO,C Rps PPhs
Cs,CO;

e}
dry xylene
30 Rpy Br
Rps Rpg
SMEAH

Rp, Rp>

) g

|

27N
mo

MeO,C Rps HN N—
O —_—

_ Rp dry toluene

\ / Rpy Il\T
N 40
. Rps Rps Rp2i
N (@)
(@]
Rp;  Rpy
45
(@)

oHC Rp;
EtOH
OO N Rp22

janl@]

Rpy |
50 Rps  Rps  Rpa
O
Rpy Rp;
O’ >
(€]
R
0 NP2
-1 e
H
N Q Rps Rps Rpy;
fo) 60
In the above formula, Rp,, Rp,, Rp;, Rp,, Rps, Rpg, Rp,;
and Rp,, have the same meanings as the above.
In the above synthesis example, the case that Z, is 1,3-
benzoindanedione nucleus, among compounds represented
65 by formula (), is exemplified. But, when Z, represents other

structure, a compound represented by formula (I) can be also
synthesized in the same manner as the above by changing
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1,3-benzoindanedione as above to a compound which
becomes an acid nucleus in the other merocyanine dye.

The n-type organic semiconductor (compound) is an
acceptor-type organic semiconductor (compound) and indi-
cates an organic compound having a property of readily
accepting an electron, mainly typified by an electron-trans-
porting organic compound. More specifically, this is an
organic compound having a larger electron affinity when two
organic compounds are used in contact.

Accordingly, for the acceptor-type organic compound, any
organic compound can be used as long as it is an organic
compound having an electron accepting property. Examples
thereof include a fused aromatic carbocyclic compound
(naphthalene, anthracene, fullerene, phenanthrene, tetracene,
pyrene, perylene, fluoranthene, and derivatives thereof), a 5-
to 7-membered heterocyclic compound containing a nitrogen
atom, an oxygen atom or a sulfur atom (e.g., pyridine, pyra-
zine, pyrimidine, pyridazine, triazine, quinoline, quinoxaline,
quinazoline, phthalazine, cinnoline, isoquinoline, pteridine,
acridine, phenazine, phenanthroline, tetrazole, pyrazole, imi-
dazole, thiazole, oxazole, indazole, benzimidazole, benzot-
riazole, benzoxazole, benzothiazole, carbazole, purine, tria-
zolopyridazine, triazolopyrimidine, tetrazaindene,
oxadiazole, imidazopyridine, pyralidine, pyrrolopyridine,
thiadiazolopyridine, dibenzazepine, tribenzazepine), a pol-
yarylene compound, a fluorene compound, a cyclopentadiene
compound, a silyl compound, and a metal complex having a
nitrogen-containing heterocyclic compound as a ligand. The
acceptor-type organic semiconductor is not limited to these
compounds and, as described above, any organic compound
having an electron affinity larger than that of the organic
compound used as the donor-type organic compound may be
used as the acceptor-type organic semiconductor.

As for the n-type organic semiconductor, a compound hav-
ing Ea of 3.4 to 5.2 eV is preferred, and a compound having
Ea of3.9t0 4.5 eV is more preferred. Specifically, a fullerene
or a fullerene derivative is preferably used.

The fullerene indicates fullerene Cg,, fullerene C,,,
fullerene C,, fullerene C.q, fullerene Cg, fullerene Csg,,
fullerene C,,, fullerene C,, fullerene C,, fullerene C,,,,
fullerene C, 4y, a mixed fullerene or a fullerene nanotube, and
the fullerene derivative indicates a compound obtained by
adding a substituent to such a fullerene. The substituent is
preferably an alkyl group, an aryl group or a heterocyclic
group.

The compounds described in Patent Document 1 are pre-
ferred as the fullerene derivative.

As for the fullerene and fullerene derivative, the com-
pounds described, for example, in Kikan Kagaku Sosetsu
(Scientific Review Quarterly), No. 43, edited by The Chemi-
cal Society of Japan (1999), JP-A-10-167994, JP-A-11-
255508, JP-A-11-255509, JP-A-2002-241323 and JP-A-
2003-196881 may also be used.

The content of the fullerene or fullerene derivative in a
mixed layer with a p-type material is preferably 50% or more
(by mol), more preferably 200% or more, still more prefer-
ably 300% or more, based on the amount of other materials
forming the mixed film.

The organic compound constituting the photoelectric con-
version layer or charge blocking layer of the present invention
preferably has a chemical structure where hydrogen is par-
tially or completely deuterated. Thanks to deuteration, it is
expected that reactivity of the hydrogen is suppressed and
device durability is improved.
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[Material Property Parameters (N/C Ratio, O/C Ratio,
Refractive Index, Carrier Concentration)]
(1) N/C Ratio:

The chemical structure of the organic compound constitut-
ing the photoelectric conversion layer or charge blocking
layer of the present invention controls the electron donating
ability and electron accepting ability and therefore, the ratio
between the number of nitrogen atoms and the number of
carbon atoms (N/C) in the film is important. N/C is preferably
from O to 0.10, more preferably from 0 to 0.05.

(2) O/C Ratio:

The chemical structure of the organic compound constitut-
ing the photoelectric conversion layer or charge blocking
layer of the present invention controls the electron donating
ability and electron accepting ability and therefore, the ratio
between the number of oxygen atoms and the number of
carbon atoms (O/C) in the film is important. O/C is preferably
from O to 0.3, more preferably from 0 to 0.10.

(3) Refractive Index:

The refractive index of the organic compound constituting
the photoelectric conversion layer or charge blocking layer of
the present invention can be measured by ellipsometry and is
preferably from 1.5 to 3.0 at 600 nm. The refractive index
increases when a large amount of a fullerene or fullerene
derivative is contained in the photoelectric conversion layer
and the charge blocking layer.

(4) Carrier Concentration:

The carrier concentration of the organic compound consti-
tuting the photoelectric conversion layer or charge blocking
layer of the present invention is preferably from 1.0x10'° to
1.0x10%° carriers/cm®. Higher mobility leads to higher sensi-
tivity and higher response speed of the device and therefore,
is preferred. Under the conditions of room temperature and an
electric field intensity of 3x10° V/cm, the mobility is prefer-
ably 1x107> cm?*/Vs or more, more preferably 1x10* cm*/Vs
or more. The mobility can be measured by the TOF (Time Of
Flight) method.

[Material Production Method (Storage Method, Particle
Diameter)]
(1) Storage Method:

Each organic compound constituting the photoelectric
conversion layer or charge blocking layer of the present
invention is preferably stored in a hermetic container. The
hermetic container is preferably composed of a moisture-
proof material, and the water content (percentage of water
content) of the organic compound in the hermetic container is
preferably set to 0.1 wt % or less. The percentage of water
content can also be measured by the Karl Fischer’s method
(standardized by Japanese Industrial Standards (JIS)) or ther-
mal analysis (differential thermal analysis (DTA), differential
scanning calorimetry (DSC)). The moisture-proof material is
preferably a glass material, a metal material, a plastic material
or a composite material thereof, more preferably a glass
ampule. The moisture permeation coefficient of the moisture-
proof material is 0.01 g/m*-day or less, preferably 0.005
g/m>-day or less, more preferably 0.001 g/m*-day or less. The
moisture-proof material is preferably low in the transmittance
of ultraviolet ray (UV light) and visible light, and the trans-
mittance is preferably 50% or less, more preferably 40% or
less, still more preferably 30% or less. The oxygen perme-
ability of the moisture-proof material preferably is preferably
low and is preferably, at 25° C., 50 ml/atm-m*>day or less,
more preferably 10 ml/atm'm>-day or less, yet still more
preferably 1.0 ml/atm'm?>-day or less. The inside of the her-
mitic container and the inside of the depository for the her-
mitic container are preferably replaced with an inert gas (e.g.,
nitrogen, argon).

(2) Particle Diameter

As for the powder particle diameter of the organic com-

pound constituting the photoelectric conversion layer or
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charge blocking layer of the present invention, the average
particle diameter expressed by D50% above is from 10 to 200
um, preferably from 20 to 180 pm, more preferably from 40to
150 pum, still more preferably from 50 to 120 pum. If the
average particle diameter is less than 10 um, a stable deposi-
tion rate cannot be maintained due to electrostatic generation
or the like resulting from an increase in the aggregation or
contact of particles with each other, whereas if it exceeds 200
um, the variation in droppage of particles per unit area
becomes large and a stable deposition rate may not be main-
tained, either. Incidentally, D50% indicates the average par-
ticle diameter when powder particles are divided into two
groups by the particle diameter and when the amount of
particles on the large particle diameter side and that on the
smaller particle diameter side become equal.

[Film Formation Method]

The photoelectric conversion layer and the charge blocking
layer of the present invention can be formed by a dry film
forming method or a wet film forming method. Examples of
the dry film forming method which can be used include a
vapor deposition method and a sputtering method. The wet
film forming method is an effective film forming method in
making a large area organic chemical layer. The vapor depo-
sition may be either physical vapor deposition (PVD) or
chemical vapor deposition (CVD), but physical vapor depo-
sition such as vacuum deposition is preferred. In the case of
depositing the layer by vacuum deposition, the production
conditions such as vacuum degree and deposition tempera-
ture can be set according to conventional methods.

Examples of the wet film forming method which can be
used include an inkjet method, a spray method, a nozzle
printing method, a spin coating method, a dip coating method,
a casting method, a die coating method, a roll coating method,
a bar coating method and a gravure coating method. In view
of high-precision patterning, an inkjet method is preferred.

The thickness of the photoelectric conversion layer is pret-
erably from 10 to 1,000 nm, more preferably from 50 to 800
nm, still more preferably from 100 to 500 nm. With a thick-
ness of 10 nm or more, a suitable dark current-reducing effect
is obtained, and with a thickness of 1,000 nm or less, a
suitable photoelectric conversion efficiency is obtained.

The photoelectric conversion device of the present inven-
tion is preferably fabricated by a production method includ-
ing a step of depositing each of the photoelectric conversion
layer and the electron blocking layer by vacuum heating
deposition.

In the present invention, a photoelectric conversion device
having a configuration where the photoelectric conversion
film is composed of two or more layers containing an electron
blocking layer and a photoelectric conversion layer is pre-
ferred, and a configuration where the electron blocking layer
contains the compound represented by formula (Y1), formula
(1) and formula (F-1) for use in the present invention and the
photoelectric conversion layer contains the compound of for-
mula (I) and a fullerene or a fullerene derivative is preferred.
This configuration example is already shown in FIG. 1A.
With respect to the method for applying a voltage in this
configuration, the voltage is preferably applied by assigning
the cathode to the electron blocking layer side and assigning
the anode to the photoelectric conversion layer side. Also in
the case of the configuration of FIG. 1B, a method of applying
a voltage by assigning the cathode to the electron blocking
layer material side is similarly preferred. The applied voltage
can be selected from the range of 0 to 100 V but is preferably
from 1 to 40 V, more preferably from 3 to 20 V. A higher
voltage leads to higher efficiency but brings about an increase
of dark current, and a lower voltage ensures low dark current
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but results in lower efficiency. Therefore, the applied voltage
has an appropriate range. Furthermore, also in the case where
the photoelectric conversion device of the present invention is
used as a photosensor or incorporated into an imaging device,
the voltage can be applied by the same method as above.
[Film Density]

The photoelectric conversion layer of the present invention
is preferably formed in a state that a fullerene or a fullerene
derivative and at least one kind of materials other than it are
mixed or stacked. The film density of the photoelectric con-
version layer of the present invention is preferably 1.40 g/cm>
ormore and 2.00 g/cm’ or less, more preferably 1.50 g/cm® or
more and 1.70 g/cm’ or less
[Photosensor]

The photoelectric conversion device is roughly classified
into a photocell and a photosensor, and the photoelectric
conversion device of the present invention is suited for a
photosensor. The photosensor may be a photosensor using the
above-described photoelectric conversion device alone or
may be in the mode of a line sensor where the photoelectric
conversion devices are linearly arranged, or a two-dimen-
sional sensor where the photoelectric conversion devices are
arranged on a plane. The photoelectric conversion device of
the present invention functions as an imaging device, in the
line sensor, by converting the optical image information into
electric signals with use of an optical system and a drive part
like a scanner or the like and, in the two-dimensional sensor,
by forming an image of optical image information on a sensor
by means of an optical system and converting it into electric
signals like an imaging module.

The photocell is a power generating unit and therefore, the
efficiency of converting light energy into electric energy is an
important performance, but the dark current that is a current in
a dark place does not become a problem in function. Further-
more, a heating step in the later stage, such as placement of a
color filter, is not required. In the photosensor, high-precision
conversion of light/dark signals into electric signals is an
important performance and in turn, the efficiency of convert-
ing light quantity into a current is also an important perfor-
mance, but a signal when output in a dark place works out to
anoise and therefore, a low dark current is required. Further-
more, the resistance to a step in the later sage is also impor-
tant.

[Imaging Device]

Configuration examples of an imaging device equipped
with the photoelectric conversion device 10a are described
below. In the following configuration examples, the members
and the like having the same configuration/action as the mem-
bers described above are indicated by the same or like sym-
bols or numerical references in the figure, and their descrip-
tion is simplified or omitted.

The imaging device is a device of converting optical infor-
mation of an image into electric signals, where a plurality of
photoelectric conversion devices are arranged in the same
plane on a matrix and where light signals can be converted
into electric signals in each photoelectric conversion device
(pixel) and each pixel can sequentially output the electric
signals to the outside of the imaging device. Therefore, the
imaging device has one photoelectric conversion device and
one or more transistors per one pixel.

FIG. 2 is a cross-sectional schematic view roughly show-
ing the configuration of the imaging device for explaining one
embodiment of the present invention. This imaging device is
used by mounting it. for example, in an imaging apparatus
such as digital camera and digital video camera, an electronic
endoscope, or an imaging module such as cellular phone.

Samsung Exhibit 1057, Page 76 of 86



US 8,378,339 B2

145

The imaging device has a plurality of photoelectric con-
version devices in such a configuration as shown in FIGS. 1A
and 1B and a circuit board having formed thereon a read-out
circuit for reading out signals according to electric charges
generated in the photoelectric conversion film of each photo-
electric conversion device, wherein the plurality of photo-
electric conversion devices are one-dimensionally or two-
dimensionally arrayed on the same plane above the circuit
board.

The imaging device 100 shown in FIG. 2 comprises a
substrate 101, an insulating layer 102, a connection electrode
103, apixel electrode (lower electrode) 104, a connection part
105, a connection part 106, a photoelectric conversion film
107, an opposite electrode (upper electrode) 108, a buffer
layer 109, a passivation layer 110, a color filter (CF) 111, a
partition wall 112, a light-shielding layer 113, a protective
layer 114, an opposite electrode voltage supply part 115, and
a read-out circuit 116.

The pixel electrode 104 has the same function as the elec-
trode 11 of the photoelectric conversion device 10a shown in
FIGS. 1A and 1B, and the opposite electrode 108 has the same
function as the electrode 15 of the photoelectric conversion
device 10a shown in FIGS. 1A and 1B. The photoelectric
conversion film 107 has the same configuration as the layer
provided between the electrode 11 and the electrode 15 of the
photoelectric conversion device 10a shown in FIGS. 1A and
1B.

The substrate 101 is a glass substrate or a semiconductor
substrate such as Si. An insulating layer 102 is formed on the
substrate 101, and a plurality of pixel electrodes 104 and a
plurality of connection electrodes 103 are formed on the
surface of the insulating layer 102.

The photoelectric conversion film 107 is a layer shared in
common by all photoelectric conversion devices provided on
the plurality of pixel electrodes 104 to cover them.

The opposite electrode 108 is one electrode provided on the
photoelectric conversion film 107 and shared in common by
all photoelectric conversion devices. The opposite electrode
108 is formed to extend even on the connection electrode 103
disposed outside of the photoelectric conversion film 107 and
is electrically connected to the connection electrode 103.

The connection part 106 is buried in the insulating layer
102 and is, for example, a plug for electrically connecting the
connection electrode 103 and the opposite electrode voltage
supply part 115. The opposite electrode voltage supply part
115 is formed on the substrate 101 and applies a predeter-
mined voltage to the opposite electrode 108 through the con-
nection part 106 and the connection electrode 103. In the case
where the voltage applied to the opposite electrode 108 is
higher than the source voltage of the imaging device, the
predetermined voltage is supplied by raising the source volt-
age through a voltage raising circuit such as charge pump.

The read-out circuit 116 is provided on the substrate 101 to
correspond to each ofthe plurality of pixel electrodes 104 and
read out signals according to electric charges trapped by the
corresponding pixel electrode 104. The read-out circuit 116 is
composed of, for example, CCD, CMOS circuit or TFT cir-
cuit and light-shielded by a light-shielding layer (not shown)
disposed in the insulating layer 102. The read-out circuit 116
is electrically connected to the corresponding pixel electrode
104 through the connection part 105.

The bufter layer 109 is formed on the opposite electrode
108 to cover the opposite electrode 108. The passivation layer
110 is formed on the buffer layer 109 to cover the buffer layer
109. The color filter 111 is formed at the position facing each
pixel electrode 104 on the passivation layer 110. The partition

20

25

30

35

40

45

50

55

60

65

146

wall 112 is provided between color filters 111 for enhancing
the light transmission efficiency of the color filter 111.

The light-shielding layer 113 is formed on the passivation
layer 110 in the area other than the region where the color
filter 111 and the partition wall 112 are provided, and prevents
light from entering the photoelectric conversion film 107
formed in the area other than the effective pixel region. The
protective layer 114 is formed on the color filter 111, the
partition wall 112 and the light-shielding layer 113 and pro-
tects the entire imaging device 100.

In the thus-configured imaging device 100, upon incidence
oflight, the light enters the photoelectric conversion film 107,
and electric charges are generated there. Out of electric
charges generated, holes are trapped by the pixel electrode
104, and voltage signals according to the amount of holes
trapped are output by the read-out circuit 116 to the outside of
the imaging device 100.

The production method of the imaging device 100 is as
follows.

Connection parts 105 and 106, a plurality of connection
electrodes 103, a plurality of pixel electrodes 104, and an
insulating layer 102 are formed on a circuit board where an
opposite electrode voltage supply part 115 and a read-out
circuit 116 are formed. The plurality of pixel electrodes 104
are disposed, for example, in a square grid pattern on the
insulating layer 102.

Subsequently, a photoelectric conversion film 107 is
formed on the plurality of pixel electrode 104, for example,
by vacuum heating deposition. Then, an opposite electrode
108 is formed on the photoelectric conversion film 107, for
example, by sputtering in vacuum, and a bufter layer 109 and
a passivation layer 110 are sequentially formed on the oppo-
site electrode 108, for example, by vacuum heating deposi-
tion. Furthermore, a color filter 111, a partition wall 112 and
a light-shielding layer 113 are formed, and a protective layer
114 is then formed, whereby an imaging device 100 is com-
pleted.

Also in the production method of the imaging device 100,
even when a step of placing the imaging device 100 in a
non-vacuum atmosphere on the way to fabrication is added
between the step of forming a photoelectric conversion layer
contained in the photoelectric conversion film 107 and the
step of forming the passivation layer 110, the plurality of
photoelectric conversion devices can be prevented from per-
formance deterioration. Thanks to the addition of this step,
the production cost can be reduced while preventing perfor-
mance deterioration of the imaging device 100.

The passivation layer 110 as a constituent element of the
above-described imaging device 100 is described in detail
below.

[Passivation Layer]

The passivation layer 110 is required to satisfy the follow-
ing conditions:

first, must block the intrusion of a factor that is contained in
the solution, plasma and the like in each device production
step and deteriorates an organic photoelectric conversion
material, so as to protect the photoelectric conversion layer,

secondly, must block the intrusion of a factor that deterio-
rates the organic photoelectric conversion material, such as
water molecule, after the device production, so as to prevent
deterioration of the photoelectric conversion film 107 over
long-term storage/use,

thirdly, must keep the already formed photoelectric con-
version layer from deterioration when forming the passiva-
tion layer 110, and

fourth, since incident light reaches the photoelectric con-
version film 107 through the passivation layer 110, the pas-
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sivation layer 110 must be transparent to light at the wave-
length that is detected by the photoelectric conversion film
107.

The passivation layer 110 may have a thin-film configura-
tion composed of a single material, but by having a multilayer
configuration and imparting different functions to respective
layers, an effect of, for example, relieving the stress of the
entire passivation layer 110, suppressing the formation of a
defect such as crack and pinhole due to dust generation or like
in the production process, or facilitating the optimization of
material development can be expected. For example, the pas-
sivation layer 110 can be formed in a two-layer configuration
where a layer fulfilling its original purpose of preventing
penetration of a deterioration factor such as water molecule is
formed and a “passivation auxiliary layer” imparted with a
function that is hard to achieve by the layer above is stacked
thereon. A configuration composed of three or more layers
may also be formed, but in view of the production cost, the
number of layers is preferably smaller.

[Formation of Passivation Layer 110 by Atomic Layer Depo-
sition Method (ALD Method)]

The performance of the photoelectric conversion material
is significantly deteriorated due to the presence of a deterio-
ration factor such as water molecule. Accordingly, the entire
photoelectric conversion film needs to be encapsulated by
covering it, for example, with a ceramic such as water mol-
ecule-impermeable dense metal oxide, metal nitride or metal
nitride oxide or a diamond-like carbon (DLC). Convention-
ally, aluminum oxide, silicon oxide, silicon nitride, silicon
nitride oxide, a stacked configuration thereof, or a stacked
configuration of such a ceramic and an organic polymer is
formed as a passivation layer by various vacuum deposition
techniques. In the case of such a conventional passivation
layer, a thin film can hardly grow in a bump thatis formed due
to a structured material on the substrate surface, a micro
defect on the substrate surface, a particle adhering to the
substrate surface, or the like (because the bump forms a
shadow), and the film thickness becomes significantly thin as
compared with the flat part. Therefore, the bump portion
works out to a penetration route of a deterioration factor. In
order to completely cover the bump with a passivation layer,
the entire passivation layer is preferably made thick by form-
ing it to have a film thickness of 1 pm or more in the flat part.

In an imaging device 100 having a pixel dimension of less
than 2 pm, particularly about 1 pum, when the distance
between the color filter 111 and the photoelectric conversion
layer, that this, the film thickness of the passivation layer 110,
is large, the incident light is diffracted/diffused within the
passivation layer 110 to cause color mixing. To avoid this, the
imaging device 100 having a pixel dimension of about 1 um is
preferably fabricated using a passivation layer material/a pro-
duction method capable of causing no deterioration of the
device performance even when the film thickness ofthe entire
passivation layer 110 is decreased.

The atomic layer deposition (ALD) method is a kind of
CVD method, and this is a technique of forming a thin film by
alternately repeating the adsorption/reaction of an organic
metal compound molecule, a metal halide molecule and a
metal hydride molecule as thin film materials to the substrate
surface and the decomposition of an unreacted group con-
tained therein. The thin film material on reaching the sub-
strate surface is in the state of the above-described low mol-
ecule and when a very small space allowing intrusion of a low
molecule is present, a thin film can be grown. Therefore, a
bump portion that is difficult to cover by the conventional thin
film formation method can be completely covered (the thick-
ness of the thin film grown in the bump portion is the same as
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the thickness of a thin film grown in the flat portion), that is,
the bump covering property is very excellent. A bump formed
due to a structured material on the substrate surface, a micro
defect on the substrate surface, a particle adhering to the
substrate surface, or the like can be completely covered and
therefore, such a bump portion does not provide a penetration
route to a deterioration factor for the photoelectric conversion
material. When the passivation layer 110 is formed by the
atomic layer deposition method, the required film thickness
of'the passivation layer can be more effectively reduced than
in conventional techniques.

In the case of forming the passivation layer 110 by the
atomic layer deposition method, a material corresponding to
the above-described ceramic preferred for the passivation
layer 110 can be appropriately selected. However, the mate-
rial is limited to a material capable of undergoing thin film
growth at a relatively low temperature, because the photo-
electric conversion film of the present invention uses a pho-
toelectric conversion material. According to the atomic layer
deposition method using an alkyl aluminum or an aluminum
halide as the material, a dense aluminum oxide thin film can
be formed at a temperature of less than 200° C. at which the
photoelectric conversion material is not deteriorated. In par-
ticular, when trimethyl aluminum is used, an aluminum oxide
thin film can be advantageously formed even at about 100° C.
Also in the case of silicon oxide or titanium oxide, similarly
to the aluminum oxide, a dense thin film can be advanta-
geously formed at less than 200° C. by appropriately selecting
the material.

The organic photoelectric conversion device and the imag-
ing device of the present invention each preferably contains a
getter material so as to reduce the effect of moisture and/or
oxygen. The getter material may be present in the passivation
layer. The getter material may be any material as long as it can
absorb moisture and/or oxygen. Examples of the material
include, as a substance capable of absorbing moisture, an
alkali metal, an alkaline earth metal, an oxide of alkaline earth
metal, a hydroxide of alkali metal or alkaline earth metal,
silica gel, a zeolite-based compound, a sulfate such as mag-
nesium sulfate, sodium sulfate and nickel sulfate, an alumi-
num metal complex, and an organic metal compound such as
aluminum oxide octylate. Specifically, examples of the alka-
line earth metal include Ca, Sr and Ba; examples of the oxide
of alkaline earth metal include CaO, SrO and BaO; and other
examples include Zr—Al—BaO and an aluminum metal
complex. Examples of the substance capable of absorbing
oxygen include activated carbon, silica gel, activated alu-
mina, molecular sieve, magnesium oxide and iron oxide and
further include Fe, Mn, Zn, Ti and an inorganic salt such as
sulfate, chloride salt and nitrate of such a metal.
[Substituent W]

The substituent W is described below.

The substituent W includes a halogen atom, an alkyl group
(including a cycloalkyl group, a bicycloalkyl group and a
tricycloalkyl group), an alkenyl group (including a cycloalk-
enyl group and a bicycloalkenyl group), an alkynyl group, an
aryl group, a heterocyclic group (may also be called a hetero-
ring group), a cyano group, a hydroxy group, a nitro group, a
carboxy group, an alkoxy group, an aryloxy group, a silyloxy
group, a heterocyclic oxy group, an acyloxy group, a carbam-
oyloxy group, an alkoxycarbonyloxy group, an aryloxycar-
bonyloxy group, an amino group (including an anilino
group), an ammonio group, an acylamino group, an ami-
nocarbonylamino group, an alkoxycarbonylamino group, an
aryloxycarbonylamino group, a sulfamoylamino group, an
alkylsulfonylamino group, an arylsulfonylamino group, a
mercapto group, an alkylthio group, an arylthio group, a
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heterocyclic thio group, a sulfamoyl group, a sulfo group, an
alkylsulfinyl group, an arylsulfinyl group, an alkylsulfonyl
group, an arylsulfonyl group, an acyl group, an aryloxycar-
bonyl group, an alkoxycarbonyl group, a carbamoyl group, an
arylazo group, a heterocyclic azo group, an imido group, a
phosphino group, a phosphinyl group, a phosphinyloxy
group, a phosphinylamino group, a phosphono group, a silyl
group, a hydrazino group, a ureido group, a boronic acid
group (—B(OH),), a phosphato group (—OPO(OH),), a
sulfato group (—OSO;H) and other known substituents.

More preferably, W represents, for example, the following
(Hto (17):
(1) a halogen atom,

such as fluorine atom, chlorine atom, bromine atom and
iodine atom;
(2) an alkyl group,

a linear, branched or cyclic alkyl group:
(2-a) an alkyl group,

preferably an alkyl group having a carbon number of 1 to
30 (e.g., methyl, ethyl, n-propyl, isopropyl, tert-butyl, n-oc-
tyl, eicosyl, 2-chloroethyl, 2-cyanoethyl, 2-ethylhexyl), and
(2-b) a cycloalkyl group,

preferably a substituted or unsubstituted cycloalkyl group
having a carbon number of 3 to 30 (e.g., cyclohexyl, cyclo-
pentyl, 4-n-dodecylcyclohexyl);
(3) an alkenyl group,

a linear, branched or cyclic alkenyl group having a carbon
number of 2 to 30 (e.g., vinyl, allyl, styryl);
(4) an alkynyl group,

preferably an alkynyl group having a carbon number of 2 to
30 (e.g., ethynyl, propargyl, trimethylsilylethynyl);
(5) an aryl group,

preferably an aryl group having a carbon number of 6 to 30
(e.g., phenyl, p-tolyl, naphthyl, m-chlorophenyl, o-hexade-
canoylaminophenyl, ferrocenyl);
(6) a heterocyclic group,

preferably a monovalent group obtained by removing one
hydrogen atom from a 5- or 6-membered aromatic or non-
aromatic heterocyclic compound, more preferably a 5- or
6-membered aromatic heterocyclic group having a carbon
number of 2 to 50 (e.g., 2-furyl, 2-thienyl, 2-pyrimidinyl,
2-benzothiazolyl; the heterocyclic group may also be a cat-
ionic heterocyclic group such as 1-methyl-2-pyridinio and
1-methyl-2-quinolinio);
(7) an alkoxy group,

preferably an alkoxy group having a carbon number of 1 to
30 (e.g., methoxy, ethoxy, isopropoxy, tert-butoxy, n-octy-
loxy, 2-methoxyethoxy);
(8) an aryloxy group,

preferably an aryloxy group having a carbon number of 6 to
30 (e.g., phenoxy, 2-methylphenoxy, 4-tert-butylphenoxy,
3-nitrophenoxy, 2-tetradecanoylaminophenoxy);
(9) an amino group,

preferably an amino group, an alkylamino group having a
carbon number of 1 to 30, or an anilino group having a carbon
number of 6 to 30, such as amino, methylamino, dimethy-
lamino, anilino, N-methyl-anilino and diphenylamino;
(10) an alkylthio group,

preferably an alkylthio group having a carbon number of 1
to 30 (e.g., methylthio, ethylthio, n-hexadecylthio);
(11) an arylthio group,

preferably an arylthio group having a carbon number of 6
to 30 (e.g., phenylthio, p-chlorophenylthio, m-methoxyphe-
nylthio);
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(12) a heterocyclic thio group,

preferably a substituted or unsubstituted heterocyclic thio
group having a carbon number of 2 to 30 (e.g., 2-benzothia-
zolylthio, 1-phenyltetrazol-5-ylthio);

(13) an alkyl- or aryl-sulfinyl group,

preferably a substituted or unsubstituted alkylsulfinyl
group having a carbon number of 1 to 30, or a substituted or
unsubstituted arylsulfinyl group having a carbon number of 6
to 30, such as methylsulfinyl, ethylsulfinyl, phenylsulfinyl
and p-methylphenylsulfinyl;

(14) an alkyl- or aryl-sulfonyl group,

preferably an alkylsulfonyl group having a carbon number
of'1 to 30, oran arylsulfonyl group having a carbon number of
6 to 30, such as methylsulfonyl, ethylsulfonyl, phenylsulfo-
nyl and p-methylphenylsulfonyl;

(15) an acyl group,

preferably a formyl group, an alkylcarbonyl group having
a carbon number of 2 to 30, an arylcarbonyl group having a
carbon number of 7 to 30, or a heterocyclic carbonyl group
having a carbon number of 4 to 30 and being bonded to a
carbonyl group through a carbon atom, such as acetyl, piv-
aloyl, 2-chloroacetyl, stearoyl, benzoyl, p-n-octyloxyphenyl-
carbonyl, 2-pyridylcarbonyl and 2-furylcarbonyl;

(16) a phosphino group,

preferably a phosphino group having a carbon number of 2
to 30 (e.g., dimethylphosphino, diphenylphosphino, meth-
ylphenoxyphosphino); and
(17) a silyl group,

preferably a silyl group having a carbon number of 3 to 30
(e.g., trimethylsilyl, triethylsilyl, triisopropylsilyl, tert-bu-
tyldimethylsilyl, phenyldimethylsilyl).

[Ring R]

The ring R includes an aromatic or non-aromatic hydro-
carbon ring, a heterocyclic ring, and a polycyclic condensed
ring formed by further combining these rings. Examples
thereof include a benzene ring, a naphthalene ring, an
anthracene ring, a phenanthrene ring, a fluorene ring, a triph-
enylene ring, a naphthacene ring, a biphenyl ring, a pyrrole
ring, a furan ring, a thiophene ring, an imidazole ring, an
oxazole ring, a thiazole ring, a pyridine ring, a pyrazine ring,
a pyrimidine ring, a pyridazine ring, an indolizine ring, an
indole ring, a benzofuran ring, a benzothiophene ring, an
isobenzofuran ring, a quinolidine ring, a quinoline ring, a
phthalazine ring, a naphthylidine ring, a quinoxaline ring, a
quinoxazoline ring, an isoquinoline ring, a carbazole ring, a
phenanthridine ring, an acridine ring, a phenanthroline ring, a
thianthrene ring, a chromene ring, a xanthene ring, a phenox-
athiine ring, a phenothiazine ring and a phenazine ring.

EXAMPLES
Synthesis Example of each Compound

(Synthesis of Compound (a-2))

Under nitrogen, 2.6 g of 2,7-dibromo-9,9-dimethylfluo-
rene, 4.0 g of tribenzazepine, 1.7 g of tert-butoxysodium, 60
ml of xylene and 0.25 g of Pd[P(t-Bu),], (bis(tri-tert-bu-
tylphosphine)palladium(0)) were heated at 95° C. for 4 hours.
After cooling to room temperature, 300 ml of methanol was
added, and the obtained crystal was filtered and washed with
acetonitrile, water and isopropanol to obtain 5.0 g of Com-
pound (a-2).

(Synthesis of Compound (a-6))

4.5 g of Compound (a-6) was obtained in the same manner
as in Synthesis of Compound (a-2) except for replacing
tribenzazepine with equimolar 9,10-diphenyl acridane (9,10-
dipheny] acridane was synthesized by referred to Chemische
Berichte, Vol. 37, paragraph 3202 (1904)).
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(Synthesis of Compound (a-7))

3.3 gof Compound (a-7) was obtained in the same manner
as in Synthesis of Compound (a-20) hereinafter described
except for replacing tribenzazepine with equimolar carba-
zole.

(Synthesis of Compound (a-8))

3.7 g of Compound (a-8) was obtained in the same manner
as in Synthesis of Compound (a-20) hereinafter described
except for replacing tribenzazepine with equimolar
7H-dibenzo[a,g]carbazol (7H-dibenzo[a,g]carbazol was syn-
thesized by referred to Journal of the Chemical Society, para-
graph 1668 (1952)).

(Synthesis of Compound (a-11))

4.3 g of Compound (a-11) was obtained in the same man-
ner as in Synthesis of Compound (a-2) except for replacing
tribenzazepine with equimolar 3,6-diphenyl carbazole.
(Synthesis of Compound (a-20))

Under nitrogen, 0.46 g of tert-butoxysodium, 15 ml of
xylene, 24 mg of palladium acetate and 0.11 g of tri(tert-
butyl)phosphonium hexafluoroborate were heated with stir-
ring at 65° C. for 20 minutes. Thereto, 1.0 g of 2-bromo-7-
(7-bromo-9,9-dimethylfluoren-2-y1)-9,9-dimethylfluorene
and 1.0 g of tribenzazepine were added, and the mixture was
heated at 110° C. for 5 hours under nitrogen. After cooling to
room temperature, 15 ml of methanol was added, and the
obtained crystal was filtered and washed with acetonitrile,
water, acetone and isopropanol to obtain 1.5 g of Compound
(a-20) (2-bromo-7-(7-bromo-9,9-dimethylfluoren-2-y1)-9,9-
dimethylfiluorene was synthesized by referring to Macromol-
ecules, Vol. 35, page 3474 (2002)).

(Synthesis of Compound (a-21))
2,7-Bis(9,9-dimethylfluoren-2-y1)-9,9-dimethylfluorene
was synthesized by referring to Journal of the American
Chemical Society, Vol. 125, paragraph 7796 (2003). Subse-

30

(a-2)
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quently, 2 g of'this compound, 1.35 g of N-bromosuccinimide
and 50 ml of propylene carbonate were heated at 70° C. for 6
hours under nitrogen. After cooling to room temperature, the
obtained crystal was filtered and recrystallized from chloro-
formto obtain 1.7 g of 2,7-bis(7-bromo-9,9-dimethylfluoren-
2-y1)-9,9-dimethylfluorene. 1.3 Gram of Compound (a-21)
was obtained by replacing 2-bromo-7-(7-bromo-9,9-dimeth-
ylfluoren-2-y1)-9,9-dimethylfluorene with equimolar 2,7-bis
(7-bromo-9,9-dimethylfluorene-2-y1)-9,9-dimethylfiuorene
in Synthesis of Compound (a-20).

(Synthesis of Compound (b-2))

A waxy material obtained by replacing tribenzazepine with
equimolar bis(9,10-dimethylfluoren-2-yl)amine in Synthesis
of Compound (a-20) was purified by column chromatography
(using silica gel, toluene and hexane) to obtain 0.5 g of Com-
pound (b-2).

(Synthesis of Compound (b-5))

0.8 g of Compound (b-5) was obtained in the same manner
as in Synthesis of Compound (a-2) except for replacing
tribenzazepine with equimolar 2,2'-dinaphthylamine.
(Synthesis of Compound (b-7))

Under nitrogen, 0.8 g of 2,7-dibromo-9,9-dimethyl-
fluorene, 2.0 g of bis(9,10-dimethylfluoren-2-yl)amine,
0.54 g of tert-butoxysodium, 25 ml of xylene and 0.12 g of
Pd[P(t-Bu),], were heated at 95° C. for 4 hours. After cooling
to room temperature, 100 ml of acetonitrile was added, and
the obtained a waxy material was purified by column chro-
matography ‘using silica gel, toluene and hexane) to obtain
1.3 g of Compound (b-7).

The obtained synthetic compounds were, if desired, puri-
fied by sublimation or distillation by using TRS-160 manu-
factured by ULVAC-RIKO, Inc. At this time, the degree of
vacuum was set to 0.07 Pa.

Structural formulae of the compounds obtained in Synthe-
sis Examples above are shown below.

(a-6)
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Example 1

A photoelectric conversion device of the embodiment
shown in FIG. 1A was fabricated. That is, amorphous ITO
was deposited on a glass substrate by sputtering to a thickness
0130 nm, thereby forming a lower electrode, and Compound
(a-2) was deposited thereon by using a mask by vacuum
heating deposition to a thickness of 100 nm to form an elec-
tron blocking layer. Thereafter, a layer formed by co-depos-
iting Compound (1) and fullerene (C) to a thickness of 100
nm and 300 nm by using a mask, respectively, in terms of a
single layer was deposited thereon by vacuum heating depo-
sition in a state of the substrate temperature being controlled
to 25° C. to form a photoelectric conversion layer. Here, the
vacuum deposition of the photoelectric conversion layer was
performed at a vacuum degree of 4x10™* Pa or less.

Furthermore, amorphous ITO was deposited thereon as an
upper electrode by sputtering to a thickness of 10 nm by using
a mask to form a transparent electrode. In this way, a photo-
electric conversion device was fabricated.

Compound (1), Compound (28) and Compound (70) are
shown below. Compounds (1) and (28) can be synthesized by
referring to JP-A-2000-297068, and Compound (70) can be
synthesized by referring to JP-A-2001-081451.

M

-O-=C

28)

O,
N O
(6]

20

25

30

35

-continued

(70)

Example 2

A photoelectric conversion device was fabricated in the
same manner except that in Example 1, the film thickness of
Compound (1) was changed to 30 nm.

Examples 3 to 13 and Comparative Examples 1 to 3

Photoelectric conversion devices were fabricated in the
same manner as in Example 1 except that Compound (a-2)
used for the photoelectric conversion layer and the electron
blocking layer were changed as shown in Table 1.
[Evaluation]

With respect to the devices obtained, whether each device
functions as a photoelectric conversion device was con-
firmed. A voltage of 12 V was applied by using the electrode
111in FIG. 1A as the cathode and the electrode 15 as the anode
in each device obtained, and the value of dark current flowing
when light was not irradiated and the value of photocurrent
flowing when light was irradiated were measured using a
constant-energy quantum efficiency measuring apparatus
(using Keithley 6430 for the source meter) manufactured by
OPTEL. The external quantum efficiency at a wavelength of
550 nm was determined from these values. The signal current
value obtained by subtracting the dark current value from the
photocurrent value was converted into an electron number,
and the electron number was divided by the photon number
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per unit time of irradiation light, whereby the external quan-
tum efficiency was calculated. The quantity of light irradiated
was 50 uW/em?. In all devices, the dark current was 10
nA/em?® or less and the external quantum efficiency was as
high as 50 to 70%, revealing that the device functions as a
photoelectric conversion device.

The dark current value (relative value) of each of the
devices obtained and the increment rate of the dark current
measured after holding each device in an environment of 180°
C. for 30 minutes and returning it to room temperature, based
on the dark current before heating, are shown in Table 1.
Incidentally, the Ip of each material was determined by
depositing each material as a single layer film and measuring

158

it by means of AC-2 manufactured by Riken Keiki Co., Ltd.,
and the Ea was determined by subtracting the energy corre-
sponding to the energy gap from the Ip. Here, an energy-
equivalent value of the wavelength at the long-wave end of
5 spectral absorption spectrum of the single layer film above
was used as the energy corresponding to the energy gap.
Moreover, external quantum efficiency after heating was
measured, and the results were shown in Table 1. The thing
which is in a range of 50% to 70% which is a value before
heating was evaluated as “A”, and the thing which is in arange
of less than 50% was evaluated as “B”
Compounds used in Comparative Examples are shown
below.

10

TABLE 1

v
o'
L
o

g

%

TPF

TU0n ¥ B o

TPTE
Evaluation
Electron result of
Blocking Increment of external
Photoelectric Material Dark Current quantum
Conversion Compound Dark Current  after Heating efficiency after
Material Species (relative value) (times) heating
Example 1 Cgo/compound (1)  a-2 20 1 A
Example 2 Cgo/compound (1)  a-2 30 2 A
Example 3 Cgo/compound (1)  a-6 2 15 A
Example 4 Cgo/compound (1) a7 10 0.3 A
Example 5 Cgo/compound (1)  a-8 5 0.4 A
Example 6 Cgo/compound (1)  a-11 7 6 A
Example 7 Cgo/compound (1)  a-20 15 0.4 A
Example 8 Cgo/compound (1)  a-21 20 0.3 A
Example 9 Cgo/compound (1)  b-2 25 0.2 A
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TABLE 1-continued
Example 10 Cgo/compound (1) b-5 15 4 A
Example 11 Cgo/compound (1)  b-7 15 2 A
Example 12 Cgo/compound a-20 10 0.3 A
(28)
Example 13 Cgo/compound a-20 40 5 A
(70)
Comparative Cgo/compound (1)  TPD 10 10000 B
Example 1
Comparative Cgo/compound (1)  TPF 70 200 B
Example 2
Comparative Cgo/compound (1)  TPTE 20 400 B
Example 3

Itis seen that as compared with Comparative Examples 1 to
3, in Examples 1 to 13, the increment of dark current after
heating is small and the heat resistance is high. In Compara-
tive Examples 1 to 3, the increment of dark current after
heating is from 200 to 10,000 times and is very large, but in
Examples 1 to 13, the increment of dark current after heating
is very small. In particular, in Examples 4, 5, 7-9 and 12, the
increment of dark current after heating is less than 1, that is,
further reduction in the dark current is rather achieved by the
heating, and the compound of the present invention is verified
to have a remarkable effect of suppressing the dark current. At
the same time, the deterioration of external quantum effi-
ciency due to heating is suppressed, revealing that the device
using the material of the present invention is excellent in the
heat resistance.

Furthermore, the same imaging device as the embodiment
shown in FIG. 2 was fabricated. That is, amorphous ITO was
deposited on a substrate by sputtering to a thickness of 30 nm
and patterned by photolithography so that one pixel could be
present for each photodiode (PD) on the substrate, thereby
forming a lower electrode. Deposition of the electron block-
ing material and subsequent operations were performed in the
same manner as in Examples 1 to 13 and Comparative
Examples 1 to 3 to fabricate imaging devices. Evaluations
thereof were also performed in the same manner, and the
same results as in Table 1 were obtained. It is verified that
even in an imaging device, the device based on Examples of
the present invention exhibits low increment of dark current
after heating and high heat resistance.

The entire disclosure of Japanese Patent Application No.
2009-211138 filed on Sep. 11, 2009, and Japanese Patent
Application No. 2010-084412 filed on Mar. 31, 2010, from
which the benefit of foreign priority has been claimed in the
present application, and the entire disclosure of Japanese
Patent Application No. 2010-200509 filed on Sep. 8, 2010 are
incorporated herein by reference, as if fully set forth.

Ry

25

What is claimed is:

1. A photoelectric conversion device comprising a trans-
parent electrically conductive film, a photoelectric conver-
sion film and an electrically conductive film in this order,

wherein the photoelectric conversion film comprises a pho-

toelectric conversion layer, and an electron blocking
layer,

wherein the electron blocking layer contains a compound

represented by the following formula (Y1):

Formula (Y1)

40

50

wherein each of R, to Rg, R'; to R'g, R", to R" indepen-
dently represents a hydrogen atom, a halogen atom, an
alkyl group, an aryl group, a heterocyclic group, a
hydroxyl group, an amino group or a mercapto group,
which may further have a substituent; provided that at
least one of R, to R, R'; to R'g, R", to R", represents a
substituted amino group containing three or more ring
structures; each of Y, Y' and Y" independently represents
a carbon atom, a nitrogen atom, an oxygen atom, a sulfur
atom or a silicon atom, which may further have a sub-
stituent; nyl represents an integer of 0 to 2; ny2 repre-
sents an integer of 0 or 1.
2. The photoelectric conversion device according to claim
1, wherein the compound represented by formula (Y1) is a
compound represented by the following formula (1):

Formula (1)

nyl ny2
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wherein each of R, to Rg, Ry, R'; to R'g, Ry, R'g;, R"; tO
R"s, Ry, and R'y, independently represents a hydrogen
atom, a halogen atom, an alkyl group, an aryl group, a
heterocyclic group, a hydroxyl group, an amino group or
amercapto group, which may further have a substituent;
provided that at least one of R, to Ry, R, to R'g, R"; to
R"g represents a substituted amino group containing
three or more ring structures; nyl represents an integer
of'0 to 2; ny2 represents an integer of O or 1.

3. The photoelectric conversion device according to claim
1, wherein the compound represented by formula (Y1) is a
compound represented by the following formula (F-1):

Formula (F-1):

Rim12

Ry

wherein R | represents a halogen atom, an alkyl group, an
aryl group, a heterocyclic group, a hydroxyl group, an
amino group or a mercapto group, which may further
have a substituent; each of R ,, R, , independently rep-
resents a hydrogen atom, a halogen atom, an alkyl group,
anaryl group, a heterocyclic group, a hydroxyl group, an
amino group or a mercapto group, which may further
have a substituent; each of R, and R';, independently
represents a hydrogen atom, a halogen atom, or an alkyl
group, an aryl group, a heterocyclic group, a hydroxyl
group, an amino group or a mercapto group, which may
further have a substituent; provided that at least one of
R,, and R, represents a substituted amino group con-
taining three or more ring structures; each of m11 and
m12 independently represents an integer of O to 3; each
R,, may be the same as or different from every other R |
when a plurality of R, ,’s are present in formula (F-1);
and n represents an integer of 1 to 4.

4. The photoelectric conversion device according to claim
3, wherein, in formula (F-1), R ; represents an alkyl group, an
aryl group or a heterocyclic group.

5. The photoelectric conversion device according to claim
3, wherein, in formula (F-1), m11 and m12 represent 0.

6. The photoelectric conversion device according to claim
3, wherein, in formula (F-1), each of R, and R',, indepen-
dently represents a hydrogen atom, an alkyl group or a het-
erocyclic group.

7. The photoelectric conversion device according to claim
6, wherein, in formula (F-1), each of R, and R';, indepen-
dently represents an alkyl group.

8. The photoelectric conversion device according to claim
3, wherein, in formula (F-1), n represents 2.

9. The photoelectric conversion device according to claim
1, wherein said substituted amino group containing three or
more ring structures is a group represented by the following
formula (A-1):

20

35

45

50

55

60

65

Formula (A-1):
Ra, * Ra;
Ra,; N Ra,
Rag Xa Raj
Ras Ray

wherein each of Ra, to Rag independently represents a
hydrogen atom, a halogen atom, an alkyl group, an aryl
group or a heterocyclic group, which may further have a
substituent; * represents the bonding position; and Xa
represents a single bond, an oxygen atom, a sulfur atom,
or an alkylene group, an alkenylene group, a cycloalky-
lene group, a cycloalkenylene group, an arylene group, a
divalent heterocyclic group or an imino group, which
may further have a substituent.

10. The photoelectric conversion device according to claim

9, wherein, in formula (A-1), Xa represents a single bond, an
alkylene group, an alkenylene group, an arylene group, a
divalent heterocyclic group, an oxygen atom, a sulfur atom or
an imino group.

11. The photoelectric conversion device according to claim

1, wherein said substituted amino group containing three or

more ring structures is a group represented by the following

formula (A-2):
—NRz)Rz)

wherein each of Ry, and Rz, independently represents a
hydrogen atom, a halogen atom, an alkyl group, an aryl
group or a heterocyclic group, which may further have a
substituent; provided that at least either Rz, or Ry, rep-
resents an aryl group or a heterocyclic group and the
number of rings contained in Rz, and Ry, is 3 or more in
total.

12. The photoelectric conversion device according to claim

11, wherein at least either R, or Rz, is a group represented by
the following formula (b-1):

Formula (A-2):

Formula (b-1):

NS v
<Rb>4\ 0 /\<Rb>ms

wherein each Rb independently represents a halogen atom,
an alkyl group, an aryl group or a heterocyclic group,
which may further have a substituent; each Xb indepen-
dently represents a single bond, an oxygen atom, a sulfur
atom, an alkylene group, an alkenylene group, a
cycloalkylene group, a cycloalkenylene group, an
arylene group, a divalent heterocyclic group or an imino
group, which may further have a substituent; each Rb
may be the same as or different from every other Rb
when a plurality of Rb’s are present in formula (b-1);
two Xb’s may be the same or different; * represents the
bonding position; m4 represents an integer of' 0 to 3; and

mb5 represents an integer of 0 to 4.
13. The photoelectric conversion device according to claim
1, wherein said substituted amino group containing three or
more ring structures is a group represented by the following
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formula (A-3), a group represented by the following formula
(A-4) or a group represented by the following formula (A-5):

(A-3)
Rasg
Razy
Razg
R5.35
(A-4)
Ragg * Rayy
Rayy N P
Zar
Rayg Xca -
Rays Ragy
(A-5)
Rasg
Rasy
Rasg
Rass

wherein each of Ra,; to Ray,, Ra,;, Ra,, to Ra g, Rag,
Ras,, and Rays to Rasg independently represents a
hydrogen atom, a halogen atom or an alkyl group, which
may further have a substituent; * represents the bonding
position; each of Xc,, Xc, and Xc; independently rep-
resents a single bond, an oxygen atom, a sulfur atom, an
alkylene group, a silylene group, an alkenylene group, a
cycloalkylene group, a cycloalkenylene group, an
arylene group, a divalent heterocyclic group or an imino

5

20

25

30

35

group, which may further have a substituent; each of 40

7., 74, and Zs, independently represents a cycloalkyl
ring, an aromatic hydrocarbon ring or an aromatic het-
erocyclic ring, which may further have a substituent.
14. The photoelectric conversion device according to claim
1, wherein the ionization potential (Ip) of the compound
represented by formula (Y1) is 5.8 eV or less.
15. The photoelectric conversion device according to claim
1, wherein the ionization potential (Ip) of the compound
represented by formula (Y1) is 4.9 eV or more.

45

164

16. The photoelectric conversion device according to claim
1, wherein the molecular weight of the compound represented
by formula (Y1) is from 500 to 2,000.

17. The photoelectric conversion device according to claim
1, wherein said photoelectric conversion layer contains an
n-type organic semiconductor.

18. The photoelectric conversion device according to claim
17, wherein said n-type organic semiconductor is a fullerene
or a fullerene derivative.

19. The photoelectric conversion device according to claim
1, wherein said photoelectric conversion film contains a com-
pound of the following formula (I):

Formula (I):

. Ly Ls
.‘Zl Jj \<LQ// >;Dl
. \O

wherein Z, represents an atomic group necessary for form-
ing a 5- or 6-membered ring; each of L, L, and L,
represents an unsubstituted methine group or a substi-
tuted methine group; D, represents an atomic group; and
nl represents an integer of 0 or more.

20. The photoelectric conversion device according to claim
1, wherein an electrically conductive film, an electron block-
ing layer, a photoelectric conversion layer and a transparent
electrically conductive film are stacked in this order.

21. A method for producing the photoelectric conversion
device according to claim 1, comprising a step of depositing
each of said photoelectric conversion layer and said electron
blocking layer by vacuum heating deposition.

22. A photosensor comprising the photoelectric conversion
device according to claim 1.

23. An imaging device comprising the photoelectric con-
version device according to claim 1.

24. A method for driving the photoelectric conversion
device according to claim 1, the photosensor according to
claim 22, or the imaging device according to claim 23, com-
prising applying a voltage larger than OV and less than 100V
by assigning the cathode to the electrode in contact with said
electron blocking layer and assigning the anode to the other
electrode.
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