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Description

Technical Field

[0001] The present invention relates to a solid-state
imaging device in which an occurrence of dark current is
suppressed, a method for manufacturing the same, and
an imaging apparatus.

Background Art

[0002] Solid-state imaging devices formed from a CCD
(Charge Coupled Device) and a CMOS image sensor
have been previously widely used in video cameras, dig-
ital steel cameras, and the like. Noise reduction, as well
as sensitivity improvement, is an important issue com-
mon to these solid-state imaging devices.
[0003] In particular, a dark current, wherein electric
charges (electrons) generated from fine defects present
at a substrate interface of a light-receiving surface are
taken in as signals so as to serve as a micro-current and
be detected in spite of the fact that there is no incident
light and, therefore, there is no pure signal charge gen-
erated through photoelectric conversion of the incident
light or a dark current, a source of which is an interface
state at an interface between a light-receiving portion and
an upper layer film, is a noise to be reduced with respect
to a solid-state imaging device.
[0004] As for a technique to suppress generation of a
dark current resulting from the interface state, for exam-
ple, a buried photodiode structure having a hole accu-
mulation (hole accumulation) layer 23 formed from a P+

layer on a light-receiving portion (for example, photodi-
ode) 12, as shown in Fig. 38 (2), is used. In this regard,
in the present specification, the above-described buried
photodiode structure is referred to as an HAD (Hole Ac-
cumulated Diode) structure. As shown in Fig. 38 (1), re-
garding a structure including no HAD structure, electrons
which are generated on the basis of the interface state
and which serve as a dark current flow into the photodi-
ode. On the other hand, as shown in Fig. 38 (2), regarding
the HAD structure, generation of electrons from the in-
terface is suppressed by the hole accumulation layer 23
formed at the interface. Furthermore, even when electric
charges (electrons) resulting from the interface are gen-
erated, the electric charges flow in the hole accumulation
layer 23 of the P+ layer, in which many holes are present,
and can be extinguished without flowing into a charge
accumulation portion, which is a N+ layer in a light-re-
ceiving portion 12 and which serves as a potential well.
Consequently, it can be prevented that the electric charg-
es resulting from the interface serve as a dark current
and are detected and, thereby, a dark current resulting
from the interface state can be suppressed.
[0005] As for a method for producing this HAD struc-
ture, in general, an impurity, e.g., boron (B) or boron di-
fluoride (BF2), which forms a P+ layer, is ion-implanted
through a thermal oxide film or a CVD oxide film disposed

on a substrate and, thereafter, the implanted impurity is
activated through annealing so as to produce a P-type
region in the vicinity of the interface. However, a heat
treatment at a high temperature of 700°C or higher is
indispensable to activate the doping impurity and, there-
fore, it is difficult to form a hole accumulation layer
through ion implantation by a low-temperature process
at 400°C or lower. Moreover, in the case where it is de-
sired to avoid activation at high temperatures for a long
period in order to suppress diffusion of dopants, a method
for forming a hole accumulation layer, wherein ion im-
plantation and annealing are conducted, is not prefera-
ble.
[0006] In addition, if silicon oxide or silicon nitride dis-
posed as an upper layer of the light-receiving portion is
formed by a technique of low-temperature plasma CVD
or the like, the interface state deteriorates as compared
with the interface between a film formed at high temper-
atures and a light-receiving surface. This deterioration in
interface state causes an increase in dark current.
[0007] As described above, in the case where it is de-
sirable to avoid the ion implantation and the annealing
treatment at high temperatures, it is not possible to form
the hole accumulation layer through ion implantation in
the related art, and the dark current tends to further de-
teriorate. In order to solve it, the need for forming the hole
accumulation layer by another technique not employing
ion implantation in the related art arises.
[0008] For example, a technology has been disclosed,
wherein charged particles having the same polarity as
the conduction type opposite to the conduction type of a
semiconductor region are embedded into an insulating
film, which is formed from silicon oxide, on a photoelectric
conversion element, which is disposed in a semiconduc-
tor region and which has the opposite conduction type,
so as to increase the potential of a surface of the photo-
electric conversion portion, and an inversion layer is
formed on the surface so as to prevent depletion in the
surface and reduce generation of the dark current (refer
to, for example, Japanese Unexamined Patent Applica-
tion Publication No. 1-256168). In the above-described
technology, a technology to embed charged particles into
the insulating layer is needed. However, it is not clear
what embedding technology is employed. Furthermore,
electrodes are needed for charge injection in order to
inject the electric charge from the outside into the insu-
lating layer, as is employed in non-volatile memory in
general. Even if the electric charge can be injected from
the outside in a noncontact manner without employing
an electrode, it is necessary that the electric charge
trapped in the insulating film is not detrapped, so that a
charge retention characteristic becomes a problem in any
event. For that purpose, an insulating film having a high
charge retention characteristic and high quality has been
demanded, but realization has been difficult.
[0009] Document US 2006/033827 describes a back
illuminated imaging device comprising a hole accumula-
tion surface layer.
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[0010] A problem to be solved is that in the case where
formation of an adequate hole accumulation layer
through high concentration ion implantation into a light-
receiving portion (photoelectric conversion portion) is in-
tended, since the light-receiving portion is damaged be-
cause of the ion implantation, an annealing treatment at
high temperatures is indispensable and, at that time, dif-
fusion of impurities occurs and the photoelectric conver-
sion characteristic deteriorates. On the other hand, in the
case where the ion implantation is conducted at a low
concentration in order to reduce the damage due to the
ion implantation, a problem is that the concentration of
the hole accumulation layer is reduced and a function as
a hole accumulation layer is not adequately provided.
That is, the problem is that it is difficult to allow realization
of an adequate hole accumulation layer and reduction in
dark current to become mutually compatible while diffu-
sion of impurities is suppressed and a desired photoe-
lectric conversion characteristic is provided.
[0011] It is an object of the present invention to allow
realization of an adequate hole accumulation layer and
reduction in dark current to become mutually compatible.

Disclosure of Invention

[0012] A solid-state imaging device according to the
present invention is as defined in claim 1.
[0013] In the above-described first solid-state imaging
device, since the film, which has a negative fixed charge,
is disposed on the film, which lowers the interface state,
the hole accumulation (hole accumulation) layer is
formed adequately at the interface on the light-receiving
surface side of the light-receiving portion by an electric
field resulting from the negative fixed charge. Therefore,
generation of electric charges (electrons) from the inter-
face is suppressed and, in addition, even when electric
charges (electrons) are generated, the electric charges
do not flow into a charge storage portion serving as a
potential well in the light-receiving portion, flow through
the hole accumulation layer, in which many holes are
present, and can be extinguished. Consequently, it can
be prevented that the electric charges resulting from the
interface serve as a dark current and are detected by the
light-receiving portion, and a dark current resulting from
the interface state can be suppressed. Furthermore,
since the film, which lowers the interface state, is dis-
posed on the light-receiving surface of the light-receiving
portion, generation of electrons resulting from the inter-
face state is further suppressed, so that flowing of elec-
trons, which serve as a dark current, resulting from the
interface state into the light-receiving portion is sup-
pressed.
[0014] A solid-state imaging device not making part of
the present invention is characterized in that the solid-
state imaging device having a light-receiving portion to
photoelectrically convert incident light includes an insu-
lating film, which is disposed on a light-receiving surface
of the above-described light-receiving portion and which

transmits the above-described incident light, and a film,
which is disposed on the above-described insulating film
and which applies a negative voltage, wherein a hole
accumulation layer is disposed on the light-receiving sur-
face side of the above-described light-receiving portion.
[0015] In the above-described solid-state imaging de-
vice, since the film, which applies a negative voltage, is
disposed on the insulating film disposed on the light-re-
ceiving surface of the light-receiving portion, the hole ac-
cumulation (hole accumulation) layer is formed ade-
quately at the interface on the light-receiving surface side
of the light-receiving portion by an electric field generated
through application of a negative voltage to the film, which
applies a negative voltage. Therefore, generation of elec-
tric charges (electrons) from the interface is suppressed
and, in addition, even when electric charges (electrons)
are generated, the electric charges do not flow into a
charge storage portion serving as a potential well in the
light-receiving portion, flow through the hole accumula-
tion layer, in which many holes are present, and can be
extinguished. Consequently, it can be prevented that the
electric charges resulting from the interface serve as a
dark current and are detected by the light-receiving por-
tion and a dark current resulting from the interface state
can be suppressed.
[0016] A solid-state imaging device not making part of
the present invention is characterized in that the solid-
state imaging device having a light-receiving portion to
photoelectrically convert incident light includes an insu-
lating film, which is disposed as an upper layer on the
light-receiving surface side of the above-described light-
receiving portion, and a film, which is disposed on the
above-described insulating film and which has a value
of work function larger than that of the interface on the
light-receiving surface side of the above-described light-
receiving portion to conduct photoelectric conversion.
[0017] In the above-described solid-state imaging de-
vice, since the film, which has a value of work function
larger than that of the interface on the light-receiving sur-
face side of the light-receiving portion to conduct photo-
electric conversion, is included on the insulating film dis-
posed on the light-receiving portion, holes can be accu-
mulated at the interface on the light-receiving surface
side of the light-receiving portion. Consequently, a dark
current is reduced.
[0018] A method for manufacturing a solid-state imag-
ing device according to the present invention is as defined
in claim 4.
[0019] In the above-described method for manufactur-
ing a solid-state imaging device since the film, which has
a negative fixed charge, is disposed on the film, which
lowers the interface state, the hole accumulation (hole
accumulation) layer is formed adequately at the interface
on the light-receiving surface side of the light-receiving
portion by an electric field resulting from the negative
fixed charge. Therefore, generation of electric charges
(electrons) from the interface is suppressed and, in ad-
dition, even when electric charges (electrons) are gen-
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erated, the electric charges do not flow into a charge
storage portion serving as a potential well in the light-
receiving portion, flow through the hole accumulation lay-
er, in which many holes are present, and can be extin-
guished. Consequently, it can be prevented that a dark
current due to the electric charges resulting from the in-
terface is detected by the light-receiving portion and a
dark current resulting from the interface state can be sup-
pressed. Furthermore, since the film, which lowers the
interface state, is disposed on the light-receiving surface
of the light-receiving portion, generation of electrons re-
sulting from the interface state is further suppressed, so
that flowing of electrons, which serve as a dark current,
resulting from the interface state into the light-receiving
portion is suppressed. Moreover, since the film, which
has a negative fixed charge, is used, the HAD structure
can be formed without conducting ion implantation and
annealing.
[0020] A method for manufacturing a solid-state imag-
ing device not making part of to the present invention is
characterized in that the method for manufacturing a
solid-state imaging device having a light-receiving por-
tion, which photoelectrically converts incident light and
which is disposed on a semiconductor substrate, in-
cludes the steps of forming an insulating film, which trans-
mits the above-described incident light, on a light-receiv-
ing surface of the above-described light-receiving portion
and forming a film, which applies a negative voltage, on
the above-described insulating film, wherein a hole ac-
cumulation layer is formed on the light-receiving surface
side of the above-described light-receiving portion by ap-
plying a negative voltage to the above-described film
which applies a negative voltage.
[0021] In the above-described method for manufactur-
ing a solid-state imaging device, since the film which ap-
plies a negative voltage, is disposed on the insulating
film disposed on the light-receiving surface of the light-
receiving portion, the hole accumulation (hole accumu-
lation) layer is formed adequately at the interface on the
light-receiving surface side of the light-receiving portion
by an electric field generated through application of a
negative voltage to the film, which applies a negative
voltage. Therefore, generation of electric charges (elec-
trons) from the interface is suppressed and, in addition,
even when electric charges (electrons) are generated,
the electric charges do not flow into a charge storage
portion serving as a potential well in the light-receiving
portion, flow through the hole accumulation layer, in
which many holes are present, and can be extinguished.
Consequently, it can be prevented that a dark current
due to the electric charges resulting from the interface is
detected by the light-receiving portion and a dark current
resulting from the interface state can be suppressed.
Moreover, since the film, which has a negative fixed
charge, is used, the HAD structure can be formed without
conducting ion implantation and annealing.
[0022] A method for manufacturing a solid-state imag-
ing device not making part the present invention is char-

acterized in that the method for manufacturing a solid-
state imaging device having a light-receiving portion,
which photoelectrically converts incident light and which
is disposed on a semiconductor substrate, includes the
steps of forming an insulating film as an upper layer on
the light-receiving surface side of the above-described
light-receiving portion and forming a film, which has a
value of work function larger than that of the interface on
the light-receiving surface side of the above-described
light-receiving portion to conduct photoelectric conver-
sion, on the above-described insulating film.
[0023] In the above-described method for manufactur-
ing a solid-state imaging device, since the film, which has
a value of work function larger than that of the interface
on the light-receiving surface side of the light-receiving
portion to conduct photoelectric conversion, is formed on
the insulating film disposed on the light-receiving portion,
a hole accumulation layer disposed at the interface on
the light-receiving side of the light-receiving portion can
be formed. Consequently, a dark current is reduced.
[0024] An imaging apparatus according to the present
invention is as defined in claim 5.
[0025] In the above-described imaging apparatus,
since the above-described first solid-state imaging de-
vice according to the present invention is used, the solid-
state imaging device, in which a dark current is reduced,
is used.
[0026] According to the method for manufacturing a
solid-state imaging device of the present invention, a dark
current can be suppressed and, thereby, noise in an im-
age acquired through imaging can be reduced. There-
fore, there is an advantage that a solid-state imaging de-
vice capable of obtaining an image having high image
quality can be realized. In particular, a solid-state imaging
device capable of reducing an occurrence of white point
(point of a primary color in color CCD) due to a dark cur-
rent in long-time exposure with a small amount of expo-
sure can be realized.
[0027] According to the imaging apparatus of the
present invention, since the solid-state imaging device
capable of suppressing a dark current is used, noise in
an image acquired through imaging can be reduced.
Therefore, there is an advantage that an image having
high image quality can be obtained. In particular, an oc-
currence of white point (point of a primary color in color
CCD) due to a dark current in long-time exposure with a
small amount of exposure can be reduced.

Brief Description of Drawings

[0028]

[Fig. 1] Fig. 1 is a key portion configuration sectional
view showing an embodiment of a solid-state imag-
ing device according to the present invention.
[Fig. 2] Fig. 2 is an energy band diagram for explain-
ing effects of the solid-state imaging device accord-
ing to the present invention.
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[Fig. 3] Fig. 3 is a key portion configuration sectional
view showing a modified example of the above-de-
scribed solid-state imaging device 1.
[Fig. 4] Fig. 4 is a key portion configuration sectional
view showing a modified example of the above-de-
scribed solid-state imaging device 1.
[Fig. 5] Fig. 5 is a key portion configuration sectional
view for explaining the action of a negative fixed
charge in the case where a film, which has the neg-
ative fixed charge, is present in the vicinity of a pe-
ripheral circuit portion.
[Fig. 6] Fig. 6 is a key portion configuration sectional
view showing an embodiment of the solid-state im-
aging device according to the present invention.
[Fig. 7] Fig. 7 is a key portion configuration sectional
view showing an embodiment of the solid-state im-
aging device according to the present invention.
[Fig. 8] Fig. 8 is a production step sectional view
showing an embodiment of a method for manufac-
turing a solid-state imaging device according to the
present invention.
[Fig. 9] Fig. 9 is a production step sectional view
showing an embodiment of the method for manufac-
turing a solid-state imaging device according to the
present invention.
[Fig. 10] Fig. 10 is a production step sectional view
showing an embodiment of the method for manufac-
turing a solid-state imaging device according to the
present invention.
[Fig. 11] Fig. 11 is a production step sectional view
showing an embodiment of the method for manufac-
turing a solid-state imaging device according to the
present invention.
[Fig. 12] Fig. 12 is a production step sectional view
showing an embodiment of the method for manufac-
turing a solid-state imaging device according to the
present invention.
[Fig. 13] Fig. 13 is a production step sectional view
showing an embodiment of the method for manufac-
turing a solid-state imaging device according to the
present invention.
[Fig. 14] Fig. 14 is a production step sectional view
showing an embodiment of the method for manufac-
turing a solid-state imaging device according to the
present invention.
[Fig. 15] Fig. 15 is a production step sectional view
showing an embodiment of the method for manufac-
turing a solid-state imaging device according to the
present invention.
[Fig. 16] Fig. 16 is a production step sectional view
showing an embodiment of the method for manufac-
turing a solid-state imaging device according to the
present invention.
[Fig. 17] Fig. 17 is a production step sectional view
showing an embodiment of the method for manufac-
turing a solid-state imaging device according to the
present invention.
[Fig. 18] Fig. 18 is a production step sectional view

showing an embodiment of the method for manufac-
turing a solid-state imaging device.
[Fig. 19] Fig. 19 is a production step sectional view
showing an example of the method for manufactur-
ing a solid-state imaging device.
[Fig. 20] Fig. 20 is a production step sectional view
showing an example of the method for manufactur-
ing a solid-state imaging device.
[Fig. 21] Fig. 21 is a production step sectional view
showing an example of the method for manufactur-
ing a solid-state imaging device.
[Fig. 22] Fig. 22 is a relationship diagram between
the flat band voltage and the film thickness in terms
of oxide film showing that a negative fixed charge is
present in a hafnium oxide (HfO2) film.
[Fig. 23] Fig. 23 is a comparison diagram between
interface state densities showing that a negative
fixed charge is present in a hafnium oxide (HfO2) film.
[Fig. 24] Fig. 24 is a relationship diagram between
the flat band voltage and the film thickness in terms
of oxide film for explaining formation of electrons
(electrons) and formation of holes (holes) with refer-
ence to a thermal oxide film.
[Fig. 25] Fig. 25 is a key portion configuration sec-
tional view showing an example of a solid-state im-
aging device not making part of the present inven-
tion.
[Fig. 26] Fig. 26 is a key portion configuration sec-
tional view showing an example, of the solid-state
imaging device not making part of the present inven-
tion.
[Fig. 27] Fig. 27 is a production step sectional view
showing an example of a method for manufacturing
a solid-state imaging device not making part of the
present invention.
[Fig. 28] Fig. 28 is a production step sectional view
showing an example of the method for manufactur-
ing a solid-state imaging device not making part of
the present invention.
[Fig. 29] Fig. 29 is a production step sectional view
showing an example of the method for manufactur-
ing a solid-state imaging device not making part of
the present invention.
[Fig. 30] Fig. 30 is a production step sectional view
showing an example of the method for manufactur-
ing a solid-state imaging device not making part of
the present invention.
[Fig. 31] Fig. 31 is a production step sectional view
showing an example of the method for manufactur-
ing a solid-state imaging device not making part of
the present invention.
[Fig. 32] Fig. 32 is a key portion configuration sec-
tional view showing an embodiment (example) of a
solid-state imaging device (third solid-state imaging
device) according to the present invention.
[Fig. 33] Fig. 33 is a key portion configuration sec-
tional view showing an example of the configuration
of a solid-state imaging device including a hole ac-
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cumulation auxiliary film.
[Fig. 34] Fig. 34 is a flow chart showing an example
of a method for manufacturing a solid-state imaging
device not making part of the present invention.
[Fig. 35] Fig. 35 is a production step sectional view
showing an example of the method for manufactur-
ing a solid-state imaging device not making part of
the present invention.
[Fig. 36] Fig. 36 is a production step sectional view
showing an example of the method for manufactur-
ing a solid-state imaging device not making part of
the present invention.
[Fig. 37] Fig. 37 is a block diagram showing an im-
aging apparatus according to the present invention.
[Fig. 38] Fig. 38 is a schematic configuration section-
al view of a light-receiving portion, showing a tech-
nique to suppress generation of a dark current re-
sulting from an interface state.

Best Modes for Carrying Out the Invention

[0029] An embodiment of a solid-state imaging device
according to the present invention will be described with
reference to a key portion configuration sectional view
shown in Fig. 1.
[0030] As shown in Fig. 1, a solid-state imaging device
1 has a light-receiving portion 12, which photoelectrically
converts incident light L, on a semiconductor substrate
(or a semiconductor layer) 11 and has a peripheral circuit
portion 14 provided with a peripheral circuit (not specifi-
cally shown in the drawing) in the portion beside this light-
receiving portion 12 with a pixel isolation region 13 ther-
ebetween. In this regard, in the following explanation, the
explanation is made on the semiconductor substrate 11.
A film 21, which lowers an interface state, is disposed on
a light-receiving surface 12s of the above-described light-
receiving portion (including a hole accumulation layer 23
described later) 12. This film 21, which lowers an inter-
face state, is formed from, for example, a silicon oxide
(SiO2) film. A film 22, which has a negative fixed charge,
is disposed on the above-described film 21, which lowers
an interface state. The hole accumulation layer 23 is
formed thereby on the light-receiving surface side of the
above-described light-receiving portion 12. Therefore, at
least on the light-receiving portion 12, the above-de-
scribed film 21, which lowers an interface state, is dis-
posed having such a film thickness that allows the hole
accumulation layer 23 to be formed on the light-receiving
surface 12s side of the above-described light-receiving
portion 12 because of the above-described film 22, which
has a negative fixed charge. The film thickness thereof
is specified to be, for example, 1 atomic layer or more,
and 100 nm or less.
[0031] In the case where the above-described solid-
state imaging device 1 is a CMOS image sensor, exam-
ples of peripheral circuits of the above-described periph-
eral circuit portion 14 include pixel circuits composed of
transistors, e.g., a transfer transistor, a reset transistor,

an amplifying transistor, and a selection transistor. Fur-
thermore, a drive circuit to effect an operation to read
signals of lines to be read in a pixel array portion com-
posed of a plurality of light-receiving portions 12, a ver-
tical scanning circuit to transfer the signals read, a shift
register or an address decoder, a horizontal scanning
circuit, and the like are included.
[0032] Alternatively, in the case where the above-de-
scribed solid-state imaging device 1 is a CCD image sen-
sor, examples of peripheral circuits of the above-de-
scribed peripheral circuit portion 14 include a read gate,
which reads photoelectrically converted signal charges
from the light-receiving portion to a vertical transfer gate,
and a vertical charge transfer portion, which transfers
read signal charges in the vertical direction. Furthermore,
a horizontal charge transfer portion and the like are in-
cluded.
[0033] The above-described film 22, which has a neg-
ative fixed charge, is formed from, for example, a hafnium
oxide (HfO2) film, an aluminum oxide (Al2O3) film, a zir-
conium oxide (ZrO2) film, a tantalum oxide (Ta2O5) film,
or a titanium oxide (TiO2) film. The above-described films
of the types mentioned above have a track record in being
used for gate insulating films or the like of insulated gate
type field-effect transistors. Therefore, the film formation
method has been established, and film formation can be
conducted easily. Examples of film formation methods
include a chemical vapor deposition method, a sputtering
method, and an atomic layer deposition method. How-
ever, use of the atomic layer deposition method is favo-
rable because about 1 nm of SiO2 layer, which reduces
an interface state, can be formed at the same time during
film formation. In this regard, examples of the materials
other than those described above include lanthanum ox-
ide (La2O3), praseodymium oxide (Pr2O3), cerium oxide
(CeO2), neodymium oxide (Nd2O3), promethium oxide
(Pm2O3), samarium oxide (Sm2O3), europium oxide
(Eu2O3), gadolinium oxide (Gd2O3), terbium oxide
(Tb2O3), dysprosium oxide (Dy2O3), holmium oxide
(Ho2O3), erbium oxide (Er2O3), thulium oxide (Tm2O3),
ytterbium oxide (Yb2O3), lutetium oxide (Lu2O3), and yt-
trium oxide (Y2O3). Moreover, the above-described film
22, which has a negative fixed charge, may also be
formed from a hafnium nitride film, an aluminum nitride
film, a hafnium oxynitride film, or an aluminum oxynitride
film.
[0034] Regarding the above-described film 22, which
has a negative fixed charge, silicon (Si) or nitrogen (N)
may be added to the film within the bounds of not impair-
ing the insulating property. The concentration thereof is
determined appropriately within the bounds of not impair-
ing the insulating property of the film. In the case where
silicon (Si) or nitrogen (N) is added as described above,
it becomes possible to enhance the heat resistance of
the film and the capability of preventing ion implantation
during a process.
[0035] An insulating film 41 is disposed on the above-
described film 22, which has a negative fixed charge, and
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a light-shield film 42 is disposed on the above-described
insulating film 41 above the above-described peripheral
circuit portion 14. A region, into which no light enters, is
formed in the light-receiving portion 12 by this light-shield
film 42, and a black level of the image is determined on
the basis of an output of the light-receiving portion 12.
Moreover, since entrance of light into the peripheral cir-
cuit portion 14 is prevented, variations in characteristics
due to entrance of light into the peripheral circuit portion
are suppressed. In addition, an insulating film 43, which
has a transmission property with respect to the above-
described incident light is disposed. It is preferable that
the surface of this insulating film 43 is flattened. Further-
more, a color filter layer 44 and a condenser lens 45 are
disposed on the insulating film 43.
[0036] In the above-described solid-state imaging de-
vice 1, the film 22, which has a negative fixed charge, is
disposed on the film 21, which lowers an interface state.
Therefore, an electric field is applied to the surface of the
light-receiving portion 12 by the negative fixed charge in
the film of the film 22, which has a negative fixed charge,
through the film 21, which lowers an interface state, and
thereby, the hole accumulation (hole accumulation) layer
23 is formed on the surface of the light-receiving portion
12.
[0037] Then, as shown in Fig. 2 (1), the vicinity of the
interface can be made into the hole accumulation layer
23 because of an electric field due to the negative fixed
charge present in the film 22, which has a negative fixed
charge, from immediately after formation of the film. Con-
sequently, a dark current generated because of the in-
terface state at the interface between the light-receiving
portion 12 and the film 21, which lowers an interface state,
can be suppressed. That is, electric charges (electrons)
generated from the interface are reduced and, in addition,
even when electric charges (electrons) are generated
from the interface, the electric charges flow in the hole
accumulation layer 23, in which many holes are present,
and can be extinguished without flowing into a charge
accumulation portion, which serves as a potential well in
the light-receiving portion 12. Consequently, it can be
prevented that a dark current due to the electric charges
resulting from the interface is detected by the light-re-
ceiving portion 12 and, thereby, a dark current resulting
from the interface state can be suppressed.
[0038] On the other hand, as shown in Fig. 2 (2), in the
configuration in which a hole accumulation layer is not
disposed, a problem occurs in that a dark current is gen-
erated because of the interface state and the resulting
dark current flows into the light-receiving portion 12. Fur-
thermore, as shown in Fig. 2 (3), in the configuration in
which the hole accumulation layer 23 is formed through
ion implantation, as is described above, although the hole
accumulation layer 23 is formed, a heat treatment at a
high temperature of 700°C or higher is indispensable to
activate the doping impurity in ion implantation, so that
diffusion of impurities occurs, the hole accumulation layer
at the interface is extended, a region for photoelectric

conversion is reduced, and it becomes difficult to obtain
desired photoelectric conversion characteristics.
[0039] Furthermore, in the above-described solid-
state imaging device 1, since the film 21, which lowers
the interface state, is disposed on the light-receiving sur-
face 12s of the light-receiving portion 12, generation of
electrons resulting from the interface state is further sup-
pressed, so that flowing of electrons, which serve as a
dark current, resulting from the interface state into the
light-receiving portion 12 is suppressed.
[0040] Moreover, in the case where a hafnium oxide
film is used as the film 22, which has a negative fixed
charge, since the refractive index of the hafnium oxide
film is about 2, it is possible to not only form the HAD
structure, but also obtain an antireflection effect at the
same time by optimizing the film thickness. Regarding
materials other than the hafnium oxide film as well, as
for materials having high refractive indices, it is possible
to obtain an antireflection effect by optimizing the film
thickness thereof.
[0041] In this regard, it is known that in the case where
silicon oxide or silicon nitride, which have been previously
used in solid-state imaging devices, is formed at low tem-
peratures, the fixed charge in the film becomes positive,
and it is not possible to form the HAD structure by a neg-
ative fixed charge.
[0042] Next, a modified example of the above-de-
scribed solid-state imaging device 1 will be described
with reference to a key portion configuration sectional
view shown in Fig. 3.
[0043] In the case where regarding the above-de-
scribed solid-state imaging device 1, the antireflection
effect on the light-receiving portion 12 by only the film
22, which has a negative fixed charge, is inadequate,
regarding a solid-state imaging device 2, as shown in
Fig. 3, an antireflection film 46 is disposed on the film 22,
which has a negative fixed charge. This antireflection film
46 is formed from, for example, a silicon nitride film. In
this connection, the insulating film 43, which is formed in
the above-described solid-state imaging device 1, is not
disposed. Consequently, a color filter 44 and a condenser
lens 45 are disposed on the antireflection film 46. As de-
scribed above, the antireflection effect can be maximized
by forming a silicon nitride film additionally. This config-
uration can be applied to a solid-state imaging device 3
described next.
[0044] In the case where the antireflection film 46 is
disposed as described above, reflection before entrance
into the light-receiving portion 12 can be reduced and,
thereby, the amount of light incident on the light-receiving
portion 12 can be increased, so that the sensitivity of the
solid-state imaging device 2 can be improved.
[0045] Next, a modified example of the above-de-
scribed solid-state imaging device 1 will be described
with reference to a key portion configuration sectional
view shown in Fig. 4.
[0046] Regarding a solid-state imaging device 3, as
shown in Fig. 4, the above-described insulating film 41,
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which is disposed in the above-described solid-state im-
aging device 1, is not disposed, and the above-described
light-shield film 42 is disposed directly on the film 22,
which has a negative fixed charge. Furthermore, the
antireflection film 46 is disposed without disposing the
insulating film 43.
[0047] In the case where the light-shield film 42 is dis-
posed directly on the film 22, which has a negative fixed
charge, as described above, the light-shield film 42 can
be made close to the surface of the semiconductor sub-
strate 11 and, thereby, the distance between the light-
shield film 42 and the semiconductor substrate 11 is re-
duced, so that components of light incident slantingly
from an upper layer of an adjacent light-receiving portion
(photodiode), that is, optical color mixture components,
can be reduced.
[0048] Furthermore, as shown in Fig. 5, in the case
where the film 22, which hasca negative fixed charge, is
disposed in the vicinity on the peripheral circuit portion
14, a dark current resulting from the interface state on
the surface of the light-receiving portion 12 can be sup-
pressed by the hole accumulation layer 23 formed from
the negative fixed charge of the film 22, which has a neg-
ative fixed charge. However, in the peripheral circuit por-
tion 14, a potential difference is allowed to be generated
between the light-receiving portion 12 side and an ele-
ment 14D present on the surface side, and unexpected
carriers flow from the surface of the light-receiving portion
12 into the element 14D present on the surface side, so
as to cause a malfunction of the peripheral circuit portion
14. A configuration to avoid such a malfunction will be
described with reference to the following second example
and third example.
[0049] Next, an embodiment of the solid-state imaging
device according to the present invention will be de-
scribed with reference to a key portion configuration sec-
tional view shown in Fig. 6. In this regard, in Fig. 6, a
light-shield film to shield a part of the light-receiving por-
tion and the peripheral circuit portion from light, a color
filter layer to disperse the light incident on the light-re-
ceiving portion, a condenser lens to condense the inci-
dent light on the light-receiving portion, and the like are
not shown in the drawing.
[0050] As shown in Fig. 6, in the solid-state imaging
device 4, an insulating film 24 is disposed between the
surface of the above-described peripheral circuit portion
14 and the above-described film 22, which has a negative
fixed charge, in such a way that the distance of the above-
described film 22, which has a negative fixed charge,
from the surface of the above-described peripheral circuit
portion 14 in the above-described solid-state imaging de-
vice 1 becomes larger than the distance from the surface
of the above-described light-receiving portion 12. In the
case where the above-described film 21, which lowers
an interface state, is formed from a silicon oxide film, this
insulating film 24 may be formed from the film 21, which
lowers an interface state and which has a thickness there-
of on the peripheral circuit portion 14 larger than the thick-

ness thereof on the light-receiving portion 12.
[0051] As described above, the insulating film 24 is dis-
posed between the surface of the above-described pe-
ripheral circuit portion 14 and the above-described film
22, which has a negative fixed charge, in such a way that
the distance of the above-described film 22, which has
a negative fixed charge, from the surface of the above-
described peripheral circuit portion 14 becomes larger
than the distance from the surface of the above-de-
scribed light-receiving portion 12. Therefore, in the pe-
ripheral circuit portion 14, the influence of the electric
field of a negative fixed charge in the film 22, which has
a negative fixed charge, is not exerted on the peripheral
circuit. Consequently, a malfunction of the peripheral cir-
cuit due to the negative fixed charge can be prevented.
[0052] Next, an embodiment of the solid-state imaging
device will be described with reference to a key portion
configuration sectional view shown in Fig. 7. In this re-
gard, in Fig. 7, a light-shield film to shield a part of the
light-receiving portion and the peripheral circuit portion
from light, a color filter layer to disperse the light incident
on the light-receiving portion, a condenser lens to con-
dense the incident light on the light-receiving portion, and
the like are not shown in the drawing.
[0053] As shown in Fig. 7, in the solid-state imaging
device 5, a film 25 to increase the distance between the
film, which has a negative fixed charge, and the light-
receiving surface is disposed above the above-described
peripheral circuit portion 14 and under the above-de-
scribed film 22, which has a negative fixed charge, in the
above-described solid-state imaging device 1. It is desir-
able that the above-described film 25 has a positive fixed
charge to cancel the influence of the negative fixed
charge, and it is preferable that silicon nitride is used.
[0054] As described above, the above-described film
25, which has a positive fixed charge, is disposed above
the above-described peripheral circuit portion 14 and un-
der the above-described film 22, which has a negative
fixed charge. Therefore, the negative fixed charge of the
film 22, which has a negative fixed charge, is reduced by
the positive fixed charge in the above-described film 25,
so that the influence of the electric field of a negative
fixed charge in the film 22, which has the negative fixed
charge, is not exerted on the peripheral circuit portion
14. Consequently, a malfunction of the peripheral circuit
14 due to the negative fixed charge can be prevented.
The above-described configuration, in which the above-
described film 25 having a positive fixed charge is dis-
posed above the above-described peripheral circuit por-
tion 14 and under the above-described film 22 having a
negative fixed charge, can be applied to the above-de-
scribed solid-state imaging devices 1, 2, 3, and 4, and
the effects similar to those of the solid-state imaging de-
vice 5 can be obtained.
[0055] In the configuration on the film 22, which has a
negative fixed charge, in the above-described solid-state
imaging devices 4 and 5, the light-shield film to shield a
part of the light-receiving portion 12 and the peripheral
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circuit portion 14 from light, the color filter layer to dis-
perse the light incident on at least the light-receiving por-
tion 12, the condenser lens to condense the incident light
on the light-receiving portion 12, and the like are dis-
posed. As an example of the configuration, any one of
the configurations of the above-described solid-state im-
aging devices 1, 2, and 3 can also be applied.
[0056] Next, an embodiment of a method for manufac-
turing a solid-state imaging device according to the
present invention will be described with reference to pro-
duction step sectional views of a key portion shown in
Fig. 8 to Fig. 10. In Fig. 8 to Fig. 10, production steps of
the above-described solid-state imaging device 1 are
shown as an example.
[0057] As shown in Fig. 8 (1), the light-receiving portion
12, which photoelectrically converts incident light, the pix-
el isolation regions 13, which isolate the light-receiving
portion 12, the peripheral circuit portion 14, in which a
peripheral circuit (not specifically shown in the drawing)
is disposed opposing to the light-receiving portion 12 with
the pixel isolation region 13 therebetween, and the like
are formed on the semiconductor substrate (or semicon-
ductor layer) 11. As for this manufacturing method, a
manufacturing method in the public domain is used.
[0058] Subsequently, as shown in Fig. 8 (2), the film
21, which lowers an interface state, is formed on the light-
receiving surface 12s of the above-described light-re-
ceiving portion 12, in actuality, on the above-described
semiconductor substrate 11. This film 21, which lowers
an interface state, is formed from, for example, a silicon
oxide (SiO2) film. Then, the film 22, which has a negative
fixed charge, is formed on the above-described film 21,
which lowers an interface state. The hole accumulation
layer 23 is formed thereby on the light-receiving surface
side of the above-described light-receiving portion 12.
Therefore, at least on the light-receiving portion 12, it is
necessary that the above-described film 21, which lowers
an interface state, is formed having a film thickness to
allow the hole accumulation layer 23 to be formed on the
light-receiving surface 12s side of the above-described
light-receiving portion 12 by the above-described film 22,
which has a negative fixed charge. The film thickness
thereof is specified to be, for example, 1 atomic layer or
more, and 100 nm or less.
[0059] The above-described film 22, which has a neg-
ative fixed charge, is formed from, for example, a hafnium
oxide (HfO2) film, an aluminum oxide (Al2O3) film, a zir-
conium oxide (ZrO2) film, a tantalum oxide (Ta2O5) film,
or a titanium oxide (TiO2) film. The above-described films
of the types mentioned above have a track record in being
used for gate insulating films or the like of insulated gate
type field-effect transistors. Therefore, the film formation
method has been established, and film formation can be
conducted easily. As for the film formation method, for
example, a chemical vapor deposition method, a sput-
tering method, and an atomic layer deposition method
can be used. However, use of the atomic layer deposition
method is favorable because about 1 nm of SiO2 layer,

which reduces an interface state, can be formed at the
same time during film formation.
[0060] In this regard, examples of the usable materials
other than those described above include lanthanum ox-
ide (La2O3), praseodymium oxide (Pr2O3), cerium oxide
(CeO2), neodymium oxide (Nd2O3), promethium oxide
(Pm2O3), samarium oxide (Sm2O3), europium oxide
(Eu2O3), gadolinium oxide (Gd2O3), terbium oxide
(Tb2O3), dysprosium oxide (Dy2O3), holmium oxide
(Ho2O3), erbium oxide (Er2O3), thulium oxide (Tm2O3),
ytterbium oxide (Yb2O3), lutetium oxide (Lu2O3), and yt-
trium oxide (Y2O3). Moreover, the above-described film
22, which has a negative fixed charge, can also be formed
from a hafnium nitride film, an aluminum nitride film, a
hafnium oxynitride film, or an aluminum oxynitride film.
As for these films, for example, the chemical vapor dep-
osition method, the sputtering method, the atomic layer
deposition method, and the like can also be used.
[0061] Furthermore, regarding the above-described
film 22, which has a negative fixed charge, silicon (Si) or
nitrogen (N) may be added to the film within the bounds
of not impairing the insulating property. The concentra-
tion thereof is determined appropriately within the bounds
of not impairing the insulating property of the film. In the
case where silicon (Si) or nitrogen (N) is added as de-
scribed above, it becomes possible to enhance the heat
resistance of the film and the capability of preventing ion
implantation during a process.
[0062] Moreover, in the case where the above-de-
scribed film 22, which has a negative fixed charge, is
formed from a hafnium oxide (HfO2) film, since the re-
fractive index of the hafnium oxide (HfO2) film is about
2, it is possible to obtain an antireflection effect efficiently
by adjusting the film thickness thereof. As a matter of
course, regarding other types of films as well, it is possible
to obtain the antireflection effect by optimizing the film
thickness in accordance with the refractive index.
[0063] Subsequently, the insulating film 41 is formed
on the above-described film 22, which has a negative
fixed charge, and in addition, the light-shield film 42 is
formed on the above-described insulating film 41. The
above-described insulating film 41 is formed from, for
example, a silicon oxide film. In this connection, the
above-described light-shield film 42 is formed from, for
example, a metal film having a light-shielding property.
In the case where the light-shield film 42 is formed on
the above-described film 22, which has a negative fixed
charge, with the insulating film 41 therebetween, a reac-
tion between the film 22, which is formed from a hafnium
oxide film or the like and which has a negative fixed
charge, and the metal in the light-shield film 42 can be
prevented. In addition, since the insulating film 41 serves
as an etching stopper when the light-shield film is etched,
etching damage to the film 22, which has a negative fixed
charge, can be prevented.
[0064] Next, as shown in Fig. 9 (3), a resist mask (not
shown in the drawing) is formed on the above-described
light-shield film 42 above a part of the above-described
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light-receiving portion 12 and the above-described pe-
ripheral circuit portion 14 through resist application and
the lithography technology, and the above-described
light-shield film 42 is worked through etching by using
the resist mask, so that the light-shield film 42 is left on
the above-described insulating film 41 above a part of
the above-described light-receiving portion 12 and the
above-described peripheral circuit portion 14. A region,
into which no light enters, is formed in the light-receiving
portion 12 by the resulting light-shield film 42, and a black
level of the image is determined on the basis of an output
of the light-receiving portion 12. Furthermore, since en-
trance of light into the peripheral circuit portion 14 is pre-
vented, variations in characteristics due to entrance of
light into the peripheral circuit portion are suppressed.
[0065] Subsequently, as shown in Fig. 9 (4), the insu-
lating film 43 to reduce a height difference due to the
above-described light-shield film 42 is formed on the
above-described insulating film 41. It is preferable that
the surface of this insulating film 43 is flattened. The in-
sulating film 43 is formed from, for example, a coating
insulating film.
[0066] Then, as shown in Fig. 10 (5), the color filter
layer 44 is formed on the insulating film 43 above the
above-described light-receiving portion 12 by a produc-
tion technology in the public domain and, furthermore,
the condenser lens 45 is formed on the color filter layer
44. At that time, a light-transmitting insulating film (not
shown in the drawing) may be formed between the color
filter layer 44 and the condenser lens 45 in order to pre-
vent working damage to the color filter layer 44 during
lens working. In this manner, the solid-state imaging de-
vice 1 is formed.
[0067] In the first example of the above-described
method for manufacturing a solid-state imaging device,
since the film 22, which has a negative fixed charge, is
formed on the film 21, which lowers an interface state,
the hole accumulation (hole accumulation) layer 23 is
formed adequately at the interface on the light-receiving
surface side of the light-receiving portion 12 by an electric
field resulting from the negative fixed charge in the film
22, which has a negative fixed charge. Therefore, gen-
eration of electric charges (electrons) from the interface
is suppressed and, in addition, even when electric charg-
es (electrons) are generated, the electric charges do not
flow into a charge storage portion serving as a potential
well in the light-receiving portion 12, flow through the hole
accumulation layer 23, in which many holes are present,
and can be extinguished. Consequently, it can be pre-
vented that a dark current due to the electric charges
resulting from the interface is detected by the light-re-
ceiving portion and a dark current resulting from the in-
terface state can be suppressed. Furthermore, since the
film 21, which lowers the interface state, is disposed on
the light-receiving surface of the light-receiving portion
12, generation of electrons resulting from the interface
state is further suppressed, so that flowing of electrons,
which serve as a dark current, resulting from the interface

state into the light-receiving portion 12 is suppressed.
Moreover, since the film 22, which has a negative fixed
charge, is used, the HAD structure can be formed without
conducting ion implantation and annealing.
[0068] Next, an embodiment of the method for manu-
facturing a solid-state imaging device according to the
present invention will be described with reference to pro-
duction step sectional views of a key portion shown in
Fig. 11 to Fig. 13. In Fig. 11 to Fig. 13, production steps
of the above-described solid-state imaging device 2 are
shown as an example.
[0069] As shown in Fig. 11 (1), the light-receiving por-
tion 12, which photoelectrically converts incident light,
the pixel isolation regions 13, which isolate the light-re-
ceiving portion 12, the peripheral circuit portion 14, in
which a peripheral circuit (not specifically shown in the
drawing) is disposed opposing to the light-receiving por-
tion 12 with the pixel isolation region 13 therebetween,
and the like are formed on the semiconductor substrate
(or semiconductor layer) 11. As for this manufacturing
method, a manufacturing method in the public domain is
used.
[0070] Subsequently, as shown in Fig. 11 (2), the film
21, which lowers an interface state, is formed on the light-
receiving surface 12s of the above-described light-re-
ceiving portion 12, in actuality, on the above-described
semiconductor substrate 11. This film 21, which lowers
an interface state, is formed from, for example, a silicon
oxide (SiO2) film. Then, the film 22, which has a negative
fixed charge, is formed on the above-described film 21,
which lowers an interface state. The hole accumulation
layer 23 is formed thereby on the light-receiving surface
side of the above-described light-receiving portion 12.
Therefore, at least on the light-receiving portion 12, it is
necessary that the above-described film 21, which lowers
an interface state, is formed having a film thickness to
allow the hole accumulation layer 23 to be formed on the
light-receiving surface 12s side of the above-described
light-receiving portion 12 by the above-described film 22,
which has a negative fixed charge. The film thickness
thereof is specified to be, for example, 1 atomic layer or
more, and 100 nm or less.
[0071] The above-described film 22, which has a neg-
ative fixed charge, is formed from, for example, a hafnium
oxide (HfO2) film, an aluminum oxide (Al2O3) film, a zir-
conium oxide (ZrO2) film, a tantalum oxide (Ta2O5) film,
or a titanium oxide (TiO2) film. The above-described films
of the types mentioned above have a track record in being
used for gate insulating films or the like of insulated gate
type field-effect transistors. Therefore, the film formation
method has been established, and film formation can be
conducted easily. As for the film formation method, for
example, a chemical vapor deposition method, a sput-
tering method, and an atomic layer deposition method
can be used.
[0072] In this regard, examples of the usable materials
other than those described above include lanthanum ox-
ide (La2O3), praseodymium oxide (Pr2O3), cerium oxide
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(CeO2), neodymium oxide (Nd2O3), promethium oxide
(Pm2O3), samarium oxide (Sm2O3), europium oxide
(Eu2O3), gadolinium oxide (Gd2O3), terbium oxide
(Tb2O3), dysprosium oxide (Dy2O3), holmium oxide
(Ho2O3), erbium oxide (Er2O3), thulium oxide (Tm2O3),
ytterbium oxide (Yb2O3), lutetium oxide (Lu2O3), and yt-
trium oxide (Y2O3). Moreover, the above-described film
22, which has a negative fixed charge, can also be formed
from a hafnium nitride film, an aluminum nitride film, a
hafnium oxynitride film, or an aluminum oxynitride film.
As for these films, for example, the chemical vapor dep-
osition method, the sputtering method, the atomic layer
deposition method, and the like can also be used. How-
ever, use of the atomic layer deposition method is favo-
rable because about 1 nm of SiO2 layer, which reduces
an interface state, can be formed at the same time during
film formation.
[0073] Furthermore, regarding the above-described
film 22, which has a negative fixed charge, silicon (Si) or
nitrogen (N) may be added to the film within the bounds
of not impairing the insulating property. The concentra-
tion thereof is determined appropriately within the bounds
of not impairing the insulating property of the film. In the
case where silicon (Si) or nitrogen (N) is added as de-
scribed above, it becomes possible to enhance the heat
resistance of the film and the capability of preventing ion
implantation during a process.
[0074] Moreover, in the case where the above-de-
scribed film 22, which has a negative fixed charge, is
formed from a hafnium oxide (HfO2) film, since the re-
fractive index of the hafnium oxide (HfO2) film is about
2, it is possible to obtain an antireflection effect efficiently
by adjusting the film thickness thereof. As a matter of
course, regarding other types of films as well, it is possible
to obtain the antireflection effect by optimizing the film
thickness in accordance with the refractive index.
[0075] Subsequently, the insulating film 41 is formed
on the above-described film 22, which has a negative
fixed charge, and in addition, the light-shield film 42 is
formed on the above-described insulating film 41. The
above-described insulating film 41 is formed from, for
example, a silicon oxide film. In this connection, the
above-described light-shield film 42 is formed from, for
example, a metal film having a light-shielding property.
In the case where the light-shield film 42 is formed on
the above-described film 22, which has a negative fixed
charge, with the insulating film 41 therebetween, a reac-
tion between the film 22, which is formed from a hafnium
oxide film or the like and which has a negative fixed
charge, and the metal in the light-shield film 42 can be
prevented. In addition, since the insulating film 41 serves
as an etching stopper when the light-shield film is etched,
etching damage to the film 22, which has a negative fixed
charge, can be prevented.
[0076] Next, as shown in Fig. 12 (3), a resist mask (not
shown in the drawing) is formed on the above-described
light-shield film 42 above a part of the above-described
light-receiving portion 12 and the above-described pe-

ripheral circuit portion 14 through resist application and
the lithography technology, and the above-described
light-shield film 42 is worked through etching by using
the resist mask, so that the light-shield film 42 is left on
the above-described insulating film 41 above a part of
the above-described light-receiving portion 12 and the
above-described peripheral circuit portion 14. A region,
into which no light enters, is formed in the light-receiving
portion 12 by the resulting light-shield film 42, and a black
level of the image is determined on the basis of an output
of the light-receiving portion 12. Furthermore, since en-
trance of light into the peripheral circuit portion 14 is pre-
vented, variations in characteristics due to entrance of
light into the peripheral circuit portion are suppressed.
[0077] Then, as shown in Fig. 12 (4), the antireflection
film 46 is formed on the above-described insulating film
41 in such a way as to cover the above-described light-
shield film 42. This antireflection film 46 is formed from,
for example, a silicon nitride film having a refractive index
of about 2.
[0078] Subsequently, as shown in Fig. 13 (5), the color
filter layer 44 is formed on the antireflection film 46 above
the above-described light-receiving portion 12 and, fur-
thermore, the condenser lens 45 is formed on the color
filter layer 44. At that time, a light-transmitting insulating
film (not shown in the drawing) may be formed between
the color filter layer 44 and the condenser lens 45 in order
to prevent working damage to the color filter layer 44
during lens working. In this manner, the solid-state im-
aging device 2 is formed.
[0079] According to the the above-described method
for manufacturing a solid-state imaging device, the ef-
fects similar to those of the above-described first example
can be obtained. In addition, since the antireflection film
46 is formed, reflection before entrance into the light-
receiving portion 12 can be reduced and, thereby, the
amount of light incident on the light-receiving portion 12
can be increased, so that the sensitivity of the solid-state
imaging device 2 can be improved.
[0080] Next, an embodiment of the method for manu-
facturing a solid-state imaging device according to the
present invention will be described with reference to pro-
duction step sectional views of a key portion shown in
Fig. 14 to Fig. 16. In Fig. 14 to Fig. 16, production steps
of the above-described solid-state imaging device 3 are
shown as an example.
[0081] As shown in Fig. 14 (1), the light-receiving por-
tion 12, which photoelectrically converts incident light,
the pixel isolation regions 13, which isolate the light-re-
ceiving portion 12, the peripheral circuit portion 14, in
which a peripheral circuit (not specifically shown in the
drawing) is disposed opposing to the light-receiving por-
tion 12 with the pixel isolation region 13 therebetween,
and the like are formed on the semiconductor substrate
(or semiconductor layer) 11. As for this manufacturing
method, a manufacturing method in the public domain is
used.
[0082] Subsequently, as shown in Fig. 14 (2), the film
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21, which lowers an interface state, is formed on the light-
receiving surface 12s of the above-described light-re-
ceiving portion 12, in actuality, on the above-described
semiconductor substrate 11. This film 21, which lowers
an interface state, is formed from, for example, a silicon
oxide (SiO2) film. Then, the film 22, which has a negative
fixed charge, is formed on the above-described film 21,
which lowers an interface state. The hole accumulation
layer 23 is formed thereby on the light-receiving surface
side of the above-described light-receiving portion 12.
Therefore, at least on the light-receiving portion 12, it is
necessary that the above-described film 21, which lowers
an interface state, is formed having a film thickness to
allow the hole accumulation layer 23 to be formed on the
light-receiving surface 12s side of the above-described
light-receiving portion 12 by the above-described film 22,
which has a negative fixed charge. The film thickness
thereof is specified to be, for example, 1 atomic layer or
more, and 100 nm or less.
[0083] The above-described film 22, which has a neg-
ative fixed charge, is formed from, for example, a hafnium
oxide (HfO2) film, an aluminum oxide (Al2O3) film, a zir-
conium oxide (ZrO2) film, a tantalum oxide (Ta2O5) film,
or a titanium oxide (TiO2) film. The above-described films
of the types mentioned above have a track record in being
used for gate insulating films or the like of insulated gate
type field-effect transistors. Therefore, the film formation
method has been established, and film formation can be
conducted easily. As for the film formation method, for
example, a chemical vapor deposition method, a sput-
tering method, and an atomic layer deposition method
can be used. However, use of the atomic layer deposition
method is favorable because about 1 nm of SiO2 layer,
which reduces an interface state, can be formed at the
same time during film formation.
[0084] In this regard, examples of the usable materials
other than those described above include lanthanum ox-
ide (La2O3), praseodymium oxide (Pr2O3), cerium oxide
(CeO2), neodymium oxide (Nd2O3), promethium oxide
(Pm2O3), samarium oxide (Sm2O3), europium oxide
(Eu2O3), gadolinium oxide (Gd2O3), terbium oxide
(Tb2O3), dysprosium oxide (Dy2O3), holmium oxide
(Ho2O3), erbium oxide (Er2O3), thulium oxide (Tm2O3),
ytterbium oxide (Yb2O3), lutetium oxide (Lu2O3), and yt-
trium oxide (Y2O3). Moreover, the above-described film
22, which has a negative fixed charge, can also be formed
from a hafnium nitride film, an aluminum nitride film, a
hafnium oxynitride film, or an aluminum oxynitride film.
As for these films, for example, the chemical vapor dep-
osition method, the sputtering method, the atomic layer
deposition method, and the like can also be used.
[0085] Furthermore, regarding the above-described
film 22, which has a negative fixed charge, silicon (Si) or
nitrogen (N) may be added to the film within the bounds
of not impairing the insulating property. The concentra-
tion thereof is determined appropriately within the bounds
of not impairing the insulating property of the film. In the
case where silicon (Si) or nitrogen (N) is added as de-

scribed above, it becomes possible to enhance the heat
resistance of the film and the capability of preventing ion
implantation during a process.
[0086] Moreover, in the case where the above-de-
scribed film 22, which has a negative fixed charge, is
formed from a hafnium oxide (HfO2) film, it is possible to
obtain an antireflection effect efficiently by adjusting the
film thickness of the hafnium oxide (HfO2) film. As a mat-
ter of course, regarding other types of films as well, it is
possible to obtain the antireflection effect by optimizing
the film thickness in accordance with the refractive index.
[0087] Then, the light-shield film 42 is formed on the
above-described film 22, which has a negative fixed
charge. The above-described light-shield film 42 is
formed from, for example, a metal film having a light-
shielding property. In the case where the light-shield film
42 is formed directly on the film 22, which has a negative
fixed charge, as described above, the light-shield film 42
can be made close to the surface of the semiconductor
substrate 11 and, thereby, the distance between the light-
shield film 42 and the semiconductor substrate 11 is re-
duced, so that components of light incident slantingly
from an upper layer of an adjacent photodiode, that is,
optical color mixture components, can be reduced.
[0088] Next, as shown in Fig. 15 (3), a resist mask (not
shown in the drawing) is formed on the above-described
light-shield film 42 above a part of the above-described
light-receiving portion 12 and the above-described pe-
ripheral circuit portion 14 through resist application and
the lithography technology, and the above-described
light-shield film 42 is worked through etching by using
the resist mask, so that the light-shield film 42 is left on
the above-described film 22, which has a negative fixed
charge, above a part of the above-described light-receiv-
ing portion 12 and the above-described peripheral circuit
portion 14. A region, into which no light enters, is formed
in the light-receiving portion 12 by the resulting light-
shield film 42, and a black level of the image is determined
on the basis of an output of the light-receiving portion 12.
Furthermore, since entrance of light into the peripheral
circuit portion 14 is prevented, variations in characteris-
tics due to entrance of light into the peripheral circuit por-
tion are suppressed.
[0089] Thereafter, as shown in Fig. 15 (4), the antire-
flection film 46 is formed on the above-described film 22,
which has a negative fixed charge, in such a way as to
cover the above-described light-shield film 42. This
antireflection film 46 is formed from, for example, a silicon
nitride film having a refractive index of about 2.
[0090] Subsequently, as shown in Fig. 16 (5), the color
filter layer 44 is formed on the antireflection film 46 above
the above-described light-receiving portion 12 and, fur-
thermore, the condenser lens 45 is formed on the color
filter layer 44. At that time, a light-transmitting insulating
film (not shown in the drawing) may be formed between
the color filter layer 44 and the condenser lens 45 in order
to prevent working damage to the color filter layer 44
during lens working. In this manner, the solid-state im-
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aging device 3 is formed.
[0091] According to the above-described method for
manufacturing a solid-state imaging device, the effects
similar to those of the above-described first example can
be obtained. In addition, since the light-shield film 42 is
formed directly on the film 22, which has a negative fixed
charge, the light-shield film 42 can be made close to the
surface of the semiconductor substrate 11 and, thereby,
the distance between the light-shield film 42 and the sem-
iconductor substrate 11 is reduced, so that components
of light incident slantingly from an upper layer of an ad-
jacent photodiode, that is, optical color mixture compo-
nents, can be reduced. Furthermore, since the antireflec-
tion film 46 is formed, the antireflection effect can be max-
imized in the case where the antireflection effect by only
the film 22, which has a negative fixed charge, is inade-
quate.
[0092] Next, an embodiment of the method for manu-
facturing a solid-state imaging device according to the
present invention will be described with reference to pro-
duction step sectional views of a key portion shown in
Fig. 17 to Fig. 19. In Fig. 17 to Fig. 19, production steps
of the above-described solid-state imaging device 4 are
shown as an example.
[0093] As shown in Fig. 17 (1), the light-receiving por-
tions 12, which photoelectrically convert incident light,
the pixel isolation regions 13, which isolate the light-re-
ceiving portions 12, the peripheral circuit portion 14, in
which a peripheral circuit (for example, a circuit 14C) is
disposed opposing to the light-receiving portion 12 with
the pixel isolation region 13 therebetween, and the like
are formed on the semiconductor substrate (or semicon-
ductor layer) 11. As for this manufacturing method, a
manufacturing method in the public domain is used. Sub-
sequently, an insulating film 26, which has a light-trans-
mitting property with respect to the above-described in-
cident light, is formed. This insulating film 26 is formed
from, for example, a silicon oxide film.
[0094] Then, as shown in Fig. 17 (2), a resist mask 51
is formed on the above-described insulating film 26
above the above-described peripheral circuit portion 14
through resist application and the lithography technolo-
gy.
[0095] Thereafter, as shown in Fig. 18 (3), the above-
described insulating film 26 is worked through etching by
using the above-described resist mask 51 (refer to Fig.
17 (2) described above), so that the insulating film 26 is
left on the above-described peripheral circuit portion 14.
Subsequently, the above-described resist mask 51 is re-
moved.
[0096] Next, as shown in Fig. 18 (4), the film 21, which
covers the above-described insulating film 26 and which
lowers an interface state, is formed on the light-receiving
surface 12s of the above-described light-receiving por-
tion 12, in actuality, on the above-described semiconduc-
tor substrate 11. This film 21, which lowers an interface
state, is formed from, for example, a silicon oxide (SiO2)
film.

[0097] Then, as shown in Fig. 19 (5), the film 22, which
has a negative fixed charge, is formed on the above-
described film 21, which lowers an interface state. The
hole accumulation layer 23 is formed thereby on the light-
receiving surface side of the above-described light-re-
ceiving portion 12. Therefore, at least on the light-receiv-
ing portion 12, it is necessary that the above-described
film 21, which lowers an interface state, is formed having
a film thickness to allow the hole accumulation layer 23
to be formed on the light-receiving surface 12s side of
the above-described light-receiving portion 12 by the
above-described film 22, which has a negative fixed
charge. The film thickness thereof is specified to be, for
example, 1 atomic layer or more, and 100 nm or less.
[0098] The above-described film 22, which has a neg-
ative fixed charge, is formed from, for example, a hafnium
oxide (HfO2) film, an aluminum oxide (Al2O3) film, a zir-
conium oxide (ZrO2) film, a tantalum oxide (Ta2O5) film,
or a titanium oxide (TiO2) film. The above-described films
of the types mentioned above have a track record in being
used for gate insulating films or the like of insulated gate
type field-effect transistors. Therefore, the film formation
method has been established, and film formation can be
conducted easily. As for the film formation method, for
example, a chemical vapor deposition method, a sput-
tering method, and an atomic layer deposition method
can be used. However, use of the atomic layer deposition
method is favorable because about 1 nm of SiO2 layer,
which reduces an interface state, can be formed at the
same time during film formation.
[0099] In this regard, examples of the usable materials
other than those described above include lanthanum ox-
ide (La2O3), praseodymium oxide (Pr2O3), cerium oxide
(CeO2), neodymium oxide (Nd2O3), promethium oxide
(Pm2O3), samarium oxide (Sm2O3), europium oxide
(Eu2O3), gadolinium oxide (Gd2O3), terbium oxide
(Tb2O3), dysprosium oxide (Dy2O3), holmium oxide
(Ho2O3), erbium oxide (Er2O3), thulium oxide (Tm2O3),
ytterbium oxide (Yb2O3), lutetium oxide (Lu203), and yt-
trium oxide (Y2O3). Moreover, the above-described film
22, which has a negative fixed charge, can also be formed
from a hafnium nitride film, an aluminum nitride film, a
hafnium oxynitride film, or an aluminum oxynitride film.
As for these films, for example, the chemical vapor dep-
osition method, the sputtering method, the atomic layer
deposition method, and the like can also be used.
[0100] Furthermore, regarding the above-described
film 22, which has a negative fixed charge, silicon (Si) or
nitrogen (N) may be added to the film within the bounds
of not impairing the insulating property. The concentra-
tion thereof is determined appropriately within the bounds
of not impairing the insulating property of the film. In the
case where silicon (Si) or nitrogen (N) is added as de-
scribed above, it becomes possible to enhance the heat
resistance of the film and the capability of preventing ion
implantation during a process.
[0101] Moreover, in the case where the above-de-
scribed film 22, which has a negative fixed charge, is
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formed from a hafnium oxide (HfO2) film, it is possible to
obtain an antireflection effect efficiently by adjusting the
film thickness thereof because the refractive index of the
hafnium oxide (HfO2) film is about 2. As a matter of
course, regarding other types of films as well, it is possible
to obtain the antireflection effect by optimizing the film
thickness in accordance with the refractive index.
[0102] In the configuration on the film 22, which has a
negative fixed charge, in the above-described solid-state
imaging device 4, the light-shield film to shield a part of
the light-receiving portion 12 and the peripheral circuit
portion 14 from light, the color filter layer to disperse the
light incident on at least the light-receiving portion 12, the
condenser lens to condense the incident light on the light-
receiving portion 12, and the like are disposed. As an
example of the configuration, any one of the configura-
tions of the above-described solid-state imaging devices
1, 2, and 3 can also be applied.
[0103] In the above-described method for manufactur-
ing a solid-state imaging device, since the film 22, which
has a negative fixed charge, is formed on the film 21,
which lowers an interface state, the hole accumulation
(hole accumulation) layer 23 is formed adequately at the
interface on the light-receiving surface side of the light-
receiving portion 12 by an electric field resulting from the
negative fixed charge in the film 22, which has a negative
fixed charge. Therefore, generation of electric charges
(electrons) from the interface is suppressed and, in ad-
dition, even when electric charges (electrons) are gen-
erated, the electric charges do not flow into a charge
storage portion serving as a potential well in the light-
receiving portion 12, flow through the hole accumulation
layer, in which many holes are present, and can be ex-
tinguished. Consequently, it can be prevented that a dark
current due to the electric charges resulting from the in-
terface is detected by the light-receiving portion and a
dark current resulting from the interface state is sup-
pressed. Furthermore, since the film 21, which lowers
the interface state, is disposed on the light-receiving sur-
face of the light-receiving portion 12, generation of elec-
trons resulting from the interface state is further sup-
pressed, so that flowing of electrons, which serve as a
dark current, resulting from the interface state into the
light-receiving portion 12 is suppressed. Moreover, since
the film 22, which has a negative fixed charge, is used,
the HAD structure can be formed without conducting ion
implantation and annealing.
[0104] In addition, since the insulating film 26 is dis-
posed on the peripheral circuit portion 14, the distance
to the film 22, which has a negative fixed charge, on the
peripheral circuit portion 14 becomes larger than the dis-
tance to the film, which has a negative fixed charge, on
the light-receiving portion 12. Therefore, the negative
electric field applied from the film 22, which has a nega-
tive fixed charge, to the peripheral circuit portion 14 is
mitigated. That is, the influence of the film 22, which has
a negative fixed charge, exerted on the peripheral circuit
portion 14 is reduced. Consequently, a malfunction of

the peripheral circuit portion 14 due to the negative elec-
tric field on the basis of the film 22, which has a negative
fixed charge, is prevented.
[0105] Next, an embodiment of the method for manu-
facturing a solid-state imaging device according to the
present invention will be described with reference to pro-
duction step sectional views of a key portion shown in
Fig. 20 and Fig. 21. In Fig. 20 and Fig. 21, production
steps of the above-described solid-state imaging device
4 are shown as an example.
[0106] As shown in Fig. 20 (1), the light-receiving por-
tions 12, which photoelectrically convert incident light,
the pixel isolation regions 13, which isolate the light-re-
ceiving portions 12, the peripheral circuit portion 14, in
which a peripheral circuit (for example, a circuit 14C) is
disposed opposing to the light-receiving portion 12 with
the pixel isolation region 13 therebetween, and the like
are formed on the semiconductor substrate (or semicon-
ductor layer) 11. As for this manufacturing method, a
manufacturing method in the public domain is used. Sub-
sequently, the film 21, which has a light-transmitting prop-
erty with respect to the above-described incident light
and which lowers the interface state, is formed. This film
21, which lowers the interface state, is formed from, for
example, a silicon oxide film. Furthermore, a film 25 to
keep the film, which has a negative fixed charge, away
from the surface of the light-receiving surface is formed
on the above-described film 21, which lowers the inter-
face state. It is desirable that the above-described film
25 has a positive fixed charge to cancel the influence of
the negative fixed charge, and it is preferable that silicon
nitride is used.
[0107] At least on the light-receiving portion 12, it is
necessary that the above-described film 21, which lowers
an interface state, is formed having a film thickness to
allow the hole accumulation layer 23, which will be de-
scribed later, to be formed on the light-receiving surface
12s side of the above-described light-receiving portion
12 by the above-described film 22, which will be de-
scribed later and which has a negative fixed charge. The
film thickness thereof is specified to be, for example, 1
atomic layer or more, and 100 nm or less.
[0108] Then, as shown in Fig. 20 (2), a resist mask 52
is formed on the above-described film 25, which has a
positive fixed charge, above the above-described periph-
eral circuit portion 14 through resist application and the
lithography technology.
[0109] Thereafter, as shown in Fig. 21 (3), the above-
described film 25, which has a positive fixed charge, is
worked through etching by using the above-described
resist mask 52 (refer to Fig. 20 (2) described above), so
that the above-described film 25, which has a positive
fixed charge, is left on the above-described peripheral
circuit portion 14. Subsequently, the above-described re-
sist mask 52 is removed.
[0110] Next, as shown in Fig. 21 (4), the film 22, which
covers the above-described film 25 having a positive
fixed charge and which has a negative fixed charge, is
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formed on the above-described film 21, which lowers the
interface state.
[0111] The above-described film 22, which has a neg-
ative fixed charge, is formed from, for example, a hafnium
oxide (HfO2) film, an aluminum oxide (Al2O3) film, a zir-
conium oxide (ZrO2) film, a tantalum oxide (Ta2O5) film,
or a titanium oxide (TiO2) film. The above-described films
of the types mentioned above have a track record in being
used for gate insulating films or the like of insulated gate
type field-effect transistors. Therefore, the film formation
method has been established, and film formation can be
conducted easily. As for the film formation method, for
example, a chemical vapor deposition method, a sput-
tering method, and an atomic layer deposition method
can be used. However, use of the atomic layer deposition
method is favorable because about 1 nm of SiO2 layer,
which reduces an interface state, can be formed at the
same time during film formation.
[0112] In this regard, examples of the usable materials
other than those described above include lanthanum ox-
ide (La2O3), praseodymium oxide (Pr2O3), cerium oxide
(CeO2), neodymium oxide (Nd2O3), promethium oxide
(Pm2O3), samarium oxide (Sm2O3), europium oxide
(Eu2O3), gadolinium oxide (Gd2O3), terbium oxide
(Tb2O3), dysprosium oxide (Dy2O3), holmium oxide
(Ho2O3), erbium oxide (Er2O3), thulium oxide (Tm2O3),
ytterbium oxide (Yb2O3), lutetium oxide (Lu2O3), and yt-
trium oxide (Y2O3). Moreover, the above-described film
22, which has a negative fixed charge, can also be formed
from a hafnium nitride film, an aluminum nitride film, a
hafnium oxynitride film, or an aluminum oxynitride film.
As for these films, for example, the chemical vapor dep-
osition method, the sputtering method, the atomic layer
deposition method, and the like can also be used.
[0113] Furthermore, regarding the above-described
film 22, which has a negative fixed charge, silicon (Si) or
nitrogen (N) may be added to the film within the bounds
of not impairing the insulating property. The concentra-
tion thereof is determined appropriately within the bounds
of not impairing the insulating property of the film. In the
case where silicon (Si) or nitrogen (N) is added as de-
scribed above, it becomes possible to enhance the heat
resistance of the film and the capability of preventing ion
implantation during a process.
[0114] Moreover, in the case where the above-de-
scribed film 22, which has a negative fixed charge, is
formed from a hafnium oxide (HfO2) film, it is possible to
obtain an antireflection effect efficiently by adjusting the
film thickness of the hafnium oxide (HfO2) film. As a mat-
ter of course, regarding other types of films as well, it is
possible to obtain the antireflection effect by optimizing
the film thickness in accordance with the refractive index.
[0115] In the configuration on the film 22, which has a
negative fixed charge, in the above-described solid-state
imaging device 5, the light-shield film to shield a part of
the light-receiving portion 12 and the peripheral circuit
portion 14 from light, the color filter layer to disperse the
light incident on at least the light-receiving portion 12, the

condenser lens to condense the incident light on the light-
receiving portion 12, and the like are disposed. As an
example of the configuration, any one of the configura-
tions of the above-described solid-state imaging devices
1, 2, and 3 can also be applied. In the example of the
above-described method for manufacturing a solid-state
imaging device, since the film 22, which has a negative
fixed charge, is formed on the film 21, which lowers an
interface state, the hole accumulation (hole accumula-
tion) layer 23 is formed adequately at the interface on
the light-receiving surface side of the light-receiving por-
tion 12 by an electric field resulting from the negative
fixed charge in the film 22, which has a negative fixed
charge. Therefore, generation of electric charges (elec-
trons) from the interface is suppressed and, in addition,
even when electric charges (electrons) are generated,
the electric charges do not flow into a charge storage
portion serving as a potential well in the light-receiving
portion 12, flow through the hole accumulation layer 23,
in which many holes are present, and can be extin-
guished. Consequently, it can be prevented that a dark
current due to the electric charges resulting from the in-
terface is detected by the light-receiving portion and a
dark current resulting from the interface state is sup-
pressed. Furthermore, since the film 21, which lowers
the interface state, is disposed on the light-receiving sur-
face of the light-receiving portion 12, generation of elec-
trons resulting from the interface state is further sup-
pressed, so that flowing of electrons, which serve as a
dark current, resulting from the interface state into the
light-receiving portion 12 is suppressed. Moreover, since
the film 22, which has a negative fixed charge, is used,
the HAD structure can be formed without conducting ion
implantation and annealing.
[0116] In addition, since the film 25, which has prefer-
ably a positive fixed charge and which keeps the film
having a negative fixed charge away from the surface of
the light-receiving surface, is disposed above the above-
described peripheral circuit portion 14 and under the
above-described film 22, which has a negative fixed
charge, the negative fixed charge of the film 22, which
has the negative charge, is reduced by the positive fixed
charge in the film 25, which has the positive fixed charge,
so that the influence due to the electric field of the neg-
ative fixed charge in the film 22, which has the negative
fixed charge, is not exerted on the peripheral circuit por-
tion 14. Consequently, a malfunction of the peripheral
circuit portion 14 due to the negative fixed charge can be
prevented.
[0117] Here, regarding a hafnium oxide (HfO2) film as
an example of the film, which has a negative fixed charge,
data indicating the presence of the negative fixed charge
will be described with reference to Fig. 22.
[0118] As for a first sample, MOS capacitors, in which
a gate electrode was formed on a silicon substrate with
a thermal silicon oxide (SiO2) film therebetween, were
prepared, where the film thicknesses of the above-de-
scribed thermal silicon oxide films were changed.
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[0119] As for a second sample, MOS capacitors, in
which a gate electrode was formed on a silicon substrate
with a CVD silicon oxide (CVD-SiO2) film therebetween,
were prepared, where the film thicknesses of the above-
described CVD silicon oxide films were changed.
[0120] As for a third sample, MOS capacitors, in which
a gate electrode was formed on a silicon substrate with
a laminated film composed of sequentially laminated
ozone silicon oxide (O3-SiO2) film, hafnium oxide (HfO2)
film, and CVD silicon oxide (SiO2) film therebetween,
were prepared, where the film thicknesses of the above-
described CVD silicon oxide films were changed. In this
regard, the film thicknesses of the HfO2 film and the
O3-SiO2 film were fixed.
[0121] In each of the above-described samples, the
CVD-SiO2 film is formed by a CVD method through the
use of a mixed gas of monosilane (SiH4) and oxygen
(O2), and the HfO2 film is formed by an ALD method in
which tetrakisethylmethyl-amino hafnium (tetrakisethyl-
methyl-amino hafnium: TEMAHf) and ozone (O3) serve
as raw materials. The O3-SiO2 film in the above-de-
scribed third sample is an interfacial oxide film, which is
formed between HfO2 and the silicon substrate by the
ALD method in the formation of the HfO2 film and which
has a thickness of about 1 nm. As for every gate electrode
in the above-described individual samples, a structure,
in which an aluminum (A1) film, a titanium nitride (TiN)
film, and a titanium (Ti) film are laminated in that order
from the upper layer, is employed.
[0122] In this connection, regarding the above-de-
scribed sample structures, in the first sample and the
second sample, the gate electrode is disposed immedi-
ately above the SiO2 film, whereas only the third sample
including the HfO2 film has the structure, in which the
CVD-SiO2 film is laminated on the HfO2 film. The reason
therefor is that an occurrence of reaction between HfO2
and the gate electrode at the interface is prevented by
bringing HfO2 into direct contact with the electrode.
[0123] Furthermore, in the laminated structure of the
third sample, the HfO2 film thickness was fixed at 10 nm,
and the film thickness of the CVD-SiO2 film serving as
an upper layer was changed. The reason therefor is that
HfO2 has a large specific dielectric constant and, there-
fore, even when a film thickness at a level of 10 nm is
formed, the film thickness in terms of oxide film is several
nanometers. Consequently, it is difficult to observe
changes in flat band voltage Vfb versus film thickness in
terms of oxide film.
[0124] Regarding the above-described first sample,
second sample, and third sample, the film thickness Tox
in terms of oxide film versus the flat band voltage Vfb
was examined. The results thereof are shown in Fig. 22.
[0125] As shown in Fig. 22, regarding the first sample
including the thermal oxide (Thermal-SiO2) film and the
second sample including the CVD-SiO2 film, the flat band
voltage shifts in the negative direction along with an in-
crease in film thickness. On the other hand, it is ascer-
tained that regarding only the third sample including the

HfO2 film, the flat band voltage shifts in the positive di-
rection along with an increase in film thickness. As is
clear from this behavior of the flat band voltage, a neg-
ative charge is present in the film of the HfO2 film. More-
over, it has been known that the above-described indi-
vidual materials, which constitute the films having nega-
tive fixed charges, other than HfO2 have negative fixed
charges similarly to HfO2.
[0126] In addition, the data of interface state densities
of the above-described individual samples are shown in
Fig. 23. In this Fig. 23, the interface state densities Dit
are compared by using the first sample, the second sam-
ple, and the third sample, which had nearly equal Tox of
about 40 nm in Fig. 22.
[0127] As a result, as shown in Fig. 23, the character-
istic of the first sample including the thermal oxide (Ther-
mal-SiO2) film is 2E10 (/cm2·eV), whereas the interface
state of the second sample including the CVD-SiO2 film
shows an about an order of magnitude worse result. On
the other hand, it is ascertained that the third sample
including the HfO2 film has a good interface of about
3E10/cm2·eV and is close to the thermal oxide film. Fur-
thermore, it has been known that the above-described
individual materials, which constitute the films having
negative fixed charges, other than HfO2 have good in-
terface states close to the thermal oxide film similarly to
HfO2.
[0128] Next, the film thickness Tox in terms of oxide
film versus the flat band voltage Vfb was examined in the
case where the film 25, which had a positive fixed charge,
was formed. The results thereof are shown in Fig. 24.
[0129] As shown in Fig. 24, in the case where the flat
band voltage is larger than that of the thermal oxide film,
there is a negative voltage in the film, and the silicon (Si)
surface forms holes. Examples of such laminated films
include a film in which a HfO2 film and a CVD-SiO2 film
are laminated on a silicon (Si) substrate surface sequen-
tially from a lower layer. On the other hand, in the case
where the flat band voltage is smaller than that of the
thermal oxide film, there is a positive voltage in the film,
and the silicon (Si) surface forms electrons (electrons).
Examples of such laminated films include a film in which
a CVD-SiO2 film, a CVD-SiN film, a HfO2 film, and a CVD-
SiO2 film are laminated on a silicon (Si) substrate surface
sequentially from a lower layer. Here, if the film thickness
of the CVD-SiN film is increased, the flat band voltage
shifts in the negative direction significantly as compared
with that of the thermal oxide film. Furthermore, an influ-
ence of the positive charge in the CVD-SiN film cancels
the negative charge of hafnium oxide (HfO2).
[0130] Regarding the solid-state imaging device 1 to
the solid-state imaging device 5 in the above-described
individual examples, as described above, in the case
where nitrogen (N) is contained in the film 22, which has
a negative fixed charge, after the film 22, which has a
negative fixed charge, is formed, nitrogen (N) can be con-
tained by a nitriding treatment with high-frequency plas-
ma or microwave plasma. Moreover, the above-de-
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scribed film 22, which has a negative fixed charge, is
subjected to an electron beam curing treatment through
electron beam irradiation after film formation and, there-
by, the negative fixed charge in the film can be increased.
[0131] Next, an example of a solid-state imaging de-
vice not making part of the present invention will be de-
scribed with reference to a key portion configuration sec-
tional view shown in Fig. 25. In this regard, in Fig. 25, a
light-shield film to shield a part of the light-receiving por-
tion and the peripheral circuit portion from light, a color
filter layer to disperse the light incident on the light-re-
ceiving portion, a condenser lens to condense the inci-
dent light on the light-receiving portion, and the like are
not shown in the drawing.
[0132] As shown in Fig. 25, the solid-state imaging de-
vice 6 includes the light-receiving portions 12, which pho-
toelectrically convert incident light, on the semiconductor
substrate (or semiconductor layer) 11 and includes the
peripheral circuit portion 14, in which a peripheral circuit
(for example, a circuit 14C) is disposed on the portion
beside the light-receiving portion 12 with the pixel isola-
tion region 13 therebetween. An insulating film 27 is dis-
posed on the light-receiving surface 12s of the above-
described light-receiving portion (including a hole accu-
mulation layer 23 described later) 12. This insulating film
27 is formed from, for example, a silicon oxide (SiO2)
film. A film 28, which applies a negative voltage, is dis-
posed on the above-described insulating film 27.
[0133] In the drawing, the above-described insulating
film 27 is disposed having a thickness above the periph-
eral circuit portion 14 larger than the thickness above the
above-described light-receiving portion 12 in such a way
that the distance of the above-described film 28, which
applies a negative voltage, from the surface of the above-
described peripheral circuit portion 14 becomes larger
than the distance from the surface of the above-de-
scribed light-receiving portion 12. Furthermore, in the
case where the above-described insulating film 27 is
formed from, for example, a silicon oxide film, this insu-
lating film 27 has a function similar to that of the above-
described film 21, which lowers a interface state, on the
light-receiving portion 12. For that purpose, it is prefera-
ble that the above-described insulating film 27 on the
above-described light-receiving portion 12 is disposed
having a film thickness of, for example, 1 atomic layer or
more, and 100 nm or less. Consequently, when a nega-
tive voltage is applied to the film 28, which applies a neg-
ative voltage, the hole accumulation layer 23 is formed
on the light-receiving surface side of the above-described
light-receiving portion 12.
[0134] In the case where the above-described solid-
state imaging device 1 is a CMOS image sensor, exam-
ples of peripheral circuits of the above-described periph-
eral circuit portion 14 include pixel circuits composed of
transistors, e.g., a transfer transistor, a reset transistor,
an amplifying transistor, and a selection transistor. Fur-
thermore, a drive circuit to effect an operation to read
signals of lines to be read in a pixel array portion com-

posed of a plurality of light-receiving portions 12, a ver-
tical scanning circuit to transfer the signals read, a shift
register or an address decoder, a horizontal scanning
circuit, and the like are included.
[0135] Alternatively, in the case where the above-de-
scribed solid-state imaging device 1 is a CCD image sen-
sor, examples of peripheral circuits of the above-de-
scribed peripheral circuit portion 14 include a read gate,
which reads photoelectrically converted signal charges
from the light-receiving portion to a vertical transfer gate,
and a vertical charge transfer portion, which transfers
read signal charges in the vertical direction. Furthermore,
a horizontal charge transfer portion and the like are in-
cluded.
[0136] The above-described film 28, which applies a
negative voltage, is formed from, for example, a film,
which is transparent with respect to the incident light and
which has electrical conductivity, and is formed from, for
example, an electrically conductive film transparent with
respect to the visible light. As for such a film, an indium
tin oxide film, an indium zinc oxide film, or an indium oxide
film, a tin oxide film, a gallium zinc oxide film, or the like
can be used.
[0137] Regarding the configuration on the film 28,
which applies a negative voltage, in the above-described
solid-state imaging device 6, the light-shield film to shield
a part of the light-receiving portion 12 and the peripheral
circuit portion 14 from light, the color filter layer to dis-
perse the light incident on at least the light-receiving por-
tion 12, the condenser lens to condense the incident light
on the light-receiving portion 12, and the like are dis-
posed. As an example of the configuration, any one of
the configurations of the above-described solid-state im-
aging devices 1, 2, and 3 can also be applied.
[0138] In the above-described solid-state imaging de-
vice 6, since the film 28, which applies a negative voltage,
is disposed on the insulating film 27 disposed on the light-
receiving surface 12s of the light-receiving portion 12,
the hole accumulation (hole accumulation) layer is
formed adequately at the interface on the light-receiving
surface 12s side of the light-receiving portion 12 by an
electric field generated through application of a negative
voltage to the film 28, which applies a negative voltage.
Therefore, generation of electric charges (electrons)
from the interface is suppressed and, in addition, even
when electric charges (electrons) are generated from the
interface, the electric charges do not flow into a charge
storage portion serving as a potential well in the light-
receiving portion, flow through the hole accumulation lay-
er 23, in which many holes are present, and can be ex-
tinguished. Consequently, it can be prevented that the
electric charges resulting from the interface serve as a
dark current and are detected by the light-receiving por-
tion 12, and a dark current resulting from the interface
state can be suppressed. Moreover, since the insulating
film 27 serving as a film, which lowers the interface state,
is disposed on the light-receiving surface 12s of the light-
receiving portion 12, generation of electrons resulting
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from the interface state is further suppressed, so that
flowing of electrons, which serve as a dark current and
which result from the interface state, into the light-receiv-
ing portion 12 is suppressed.
[0139] In addition, as shown in the drawing, the dis-
tance of the above-described film 28, which applies a
negative voltage, from the surface of the above-de-
scribed peripheral circuit portion 14 is made to be larger
than the distance from the surface of the above-de-
scribed light-receiving portion 12 by the insulating film
27. Therefore, the influence exerted on the peripheral
circuit portion 14 by the electric field generated when a
negative charge is applied to the film 28, which applies
a negative voltage, is reduced. Consequently, a malfunc-
tion of the circuit in the peripheral circuit portion 14 can
be eliminated.
[0140] Next, an example of the solid-state imaging de-
vice will be described with reference to a key portion con-
figuration sectional view shown in Fig. 26. In this regard,
in Fig. 26, a light-shield film to shield a part of the light-
receiving portion and the peripheral circuit portion from
light, a color filter layer to disperse the light incident on
the light-receiving portion, a condenser lens to condense
the incident light on the light-receiving portion, and the
like are not shown in the drawing.
[0141] As shown in Fig. 26, in the solid-state imaging
device 7, a film 25 to keep the film, which applies a neg-
ative voltage, away from the surface of the light-receiving
surface is disposed on the above-described peripheral
circuit portion 14, in actuality, between the insulating film
27 and the above-described film 28, which applies a neg-
ative voltage, in the above-described solid-state imaging
device 6. It is desirable that the above-described film 25
has a positive fixed charge to cancel the influence of the
negative voltage. It is enough that the film 25, which has
a positive fixed charge, is disposed above the above-
described peripheral circuit portion 14 and under the
above-described film 28, which applies a negative volt-
age, and it does not a matter whether on the above-de-
scribed insulating film 27 or under the insulating film 27.
Furthermore, the drawing shows the case where the in-
sulating film 27 is formed from a film having a uniform
thickness. However, the insulating film may have a thick-
ness above the peripheral circuit portion 14 larger than
the thickness above the light-receiving portion 12, as in
the above-described solid-state imaging device 6.
[0142] An examples of the above-described film 25,
which has a positive fixed charge, is a silicon nitride film.
[0143] As described above, since the film 25, which
has a positive fixed charge, is disposed between the
above-described peripheral circuit portion 14 and the
above-described film 28, which applies a negative volt-
age, the negative electric field generated when a nega-
tive charge is applied to the film 28, which applies a neg-
ative voltage, is reduced by a positive fixed charge in the
film 25, which has the positive fixed charge. Therefore,
the influence due to this negative electric field is not ex-
erted on the peripheral circuit portion 14. Consequently,

a malfunction of the peripheral circuit portion 14 due to
the negative electric field can be prevented and the reli-
ability of the peripheral circuit portion 14 is enhanced.
The above-described configuration in which the film 25,
which has a positive fixed charge, is disposed above the
above-described peripheral circuit portion 14 and under
the above-described film 28, which applies a negative
voltage, can also be applied to the above-described solid-
state imaging device 6, and the effects similar to those
of the solid-state imaging device 7 can be obtained.
[0144] Next, an example of the method for manufac-
turing a solid-state imaging device not making of the
present invention will be described with reference to pro-
duction step sectional views of a key portion shown in
Fig. 27 to Fig. 29. In Fig. 27 to Fig. 29, production steps
of the above-described solid-state imaging device 4 are
shown as an example.
[0145] As shown in Fig. 27 (1), the light-receiving por-
tions 12, which photoelectrically convert incident light,
the pixel isolation regions 13, which isolate the light-re-
ceiving portions 12, the peripheral circuit portion 14, in
which a peripheral circuit (for example, a circuit 14C) is
disposed opposing to the light-receiving portion 12 with
the pixel isolation region 13 therebetween, and the like
are formed on the semiconductor substrate (or semicon-
ductor layer) 11. As for this manufacturing method, a
manufacturing method in the public domain is used. Sub-
sequently, an insulating film 29, which has a light-trans-
mitting property with respect to the above-described in-
cident light, is formed. This insulating film 29 is formed
from, for example, a silicon oxide film.
[0146] Then, as shown in Fig. 27 (2), a resist mask 53
is formed on the above-described insulating film 29
above the above-described peripheral circuit portion 14
through resist application and the lithography technolo-
gy.
[0147] Thereafter, as shown in Fig. 28 (3), the above-
described insulating film 29 is worked through etching by
using the above-described resist mask 53 (refer to Fig.
27 (2) described above), so that the insulating film 29 is
left on the above-described peripheral circuit portion 14.
Subsequently, the above-described resist mask 53 is re-
moved.
[0148] Next, as shown in Fig. 28 (4), the film 21, which
covers the above-described insulating film 26 and which
lowers an interface state, is formed on the light-receiving
surface 12s of the above-described light-receiving por-
tion 12, in actuality, on the above-described semiconduc-
tor substrate 11. This film 21, which lowers an interface
state, is formed from, for example, a silicon oxide (SiO2)
film. In this manner, the insulating film 27 is formed from
the above-described insulating film 29 and the above-
described film 21, which lowers an interface state.
[0149] Then, as shown in Fig. 29 (5), the film 28, which
applies a negative voltage, is formed on the above-de-
scribed film 21, which lowers an interface state. The hole
accumulation layer 23 is formed on the light-receiving
surface side of the above-described light-receiving por-
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tion 12 by applying a negative voltage to this film 28,
which applies a negative voltage. Therefore, at least on
the light-receiving portion 12, it is necessary that the
above-described film 21, which lowers an interface state,
is formed having a film thickness to allow the hole accu-
mulation layer 23 to be formed on the light-receiving sur-
face 12s side of the above-described light-receiving por-
tion 12 by the negative voltage applied to the above-de-
scribed film 28, which applies a negative voltage. The
film thickness thereof is specified to be, for example, 1
atomic layer or more, and 100 nm or less.
[0150] The above-described film 28, which applies a
negative voltage, is formed from, for example, a film
which is transparent with respect to the incident light and
which has electrical conductivity, and is formed from, for
example, an electrically conductive film transparent with
respect to the visible light. As for such a film, an indium
tin oxide film, an indium zinc oxide film, or an indium oxide
film, a tin oxide film, a gallium zinc oxide film, or the like
can be used.
[0151] In the above-described solid-state imaging de-
vice 6, the light-shield film to shield a part of the light-
receiving portion 12 and the peripheral circuit portion 14
from light, the color filter layer to disperse the light incident
on at least the light-receiving portion 12, the condenser
lens to condense the incident light on the light-receiving
portion 12, and the like are disposed on the film 28, which
applies a negative voltage. As for a manufacturing meth-
od therefor, as an example, any one of the methods de-
scribed in the individual examples of the above-described
method for manufacturing a solid-state imaging device
can also be applied.
[0152] In the example of the method for manufacturing
the above-described solid-state imaging device 6, since
the film 28, which applies a negative voltage, is formed
on the insulating film 27 disposed on the light-receiving
surface 12s of the light-receiving portion 12, the hole ac-
cumulation (hole accumulation) layer is formed ade-
quately at the interface on the light-receiving surface 12s
side of the light-receiving portion 12 by an electric field
generated through application of a negative voltage to
the film 28, which applies a negative voltage. Therefore,
generation of electric charges (electrons) from the inter-
face is suppressed and, in addition, even when electric
charges (electrons) are generated, the electric charges
do not flow into a charge storage portion serving as a
potential well in the light-receiving portion, flow through
the hole accumulation layer 23, in which many holes are
present, and can be extinguished. Consequently, it can
be prevented that the electric charges resulting from the
interface serve as a dark current and are detected by the
light-receiving portion 12, and a dark current resulting
from the interface state can be suppressed. Moreover,
since the film 21, which lowers the interface state, is dis-
posed on the light-receiving surface 12s of the light-re-
ceiving portion 12, generation of electrons resulting from
the interface state is further suppressed, so that flowing
of electrons, which serve as a dark current, resulting from

the interface state into the light-receiving portion 12 is
suppressed.
[0153] In addition, as shown in the drawing, the insu-
lating film 27 is disposed having a thickness above the
peripheral circuit portion 14 larger than the thickness of
the insulating film 27 above the above-described light-
receiving portion 12 in such a way that the distance of
the above-described film 28, which applies a negative
voltage, from the surface of the above-described periph-
eral circuit portion 14 becomes larger than the distance
from the surface of the above-described light-receiving
portion 12 by the insulating film 27. Therefore, the influ-
ence exerted by the electric field generated when a neg-
ative charge is applied to the film 28, which applies a
negative voltage, on the peripheral circuit portion 14 is
reduced. That is, the field strength is reduced, accumu-
lation of holes on the surface of the peripheral circuit por-
tion 14 is suppressed and, thereby, a malfunction of the
circuit in the peripheral circuit portion 14 can be eliminat-
ed.
[0154] Next, an example of the method for manufac-
turing a solid-state imaging device not making part of the
present invention will be described with reference to pro-
duction step sectional views of a key portion shown in
Fig. 30 and Fig. 31. In Fig. 30 and Fig. 31, production
steps of the above-described solid-state imaging device
4 are shown as an example.
[0155] As shown in Fig. 30 (1), the light-receiving por-
tions 12, which photoelectrically convert incident light,
the pixel isolation regions 13, which isolate the light-re-
ceiving portions 12, the peripheral circuit portion 14, in
which a peripheral circuit (for example, a circuit 14C) is
disposed opposing to the light-receiving portion 12 with
the pixel isolation region 13 therebetween, and the like
are formed on the semiconductor substrate (or semicon-
ductor layer) 11. As for this manufacturing method, a
manufacturing method in the public domain is used. Sub-
sequently, an insulating film 27, which has a light-trans-
mitting property with respect to the above-described in-
cident light, is formed. This insulating film 27 is formed
from, for example, a silicon oxide film. Furthermore, the
film 25, which has a positive fixed charge, is formed on
the above-described insulating film 27. This film 25,
which has a positive fixed charge, is formed from, for
example, a silicon nitride film.
[0156] Then, as shown in Fig. 30 (2), a resist mask 54
is formed on the above-described film 25, which has a
positive fixed charge, above the above-described periph-
eral circuit portion 14 through resist application and the
lithography technology.
[0157] Thereafter, as shown in Fig. 31 (3), the above-
described film 25, which has a positive fixed charge, is
worked through etching by using the above-described
resist mask 54 (refer to Fig. 30 (2) described above), so
that the film 25, which has a positive fixed charge, is left
on the above-described peripheral circuit portion 14.
Subsequently, the above-described resist mask 54 is re-
moved.
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[0158] Next, as shown in Fig. 31 (4), the film 28, which
applies a negative voltage, is formed on the above-de-
scribed insulating film 27 and the above-described film
25, which has a positive fixed charge. The hole accumu-
lation layer 23 is formed on the light-receiving surface
side of the above-described light-receiving portion 12
through application of a negative voltage to this film 28,
which applies a negative voltage. At that time, the above-
described insulating film 27 is allowed to function as a
film, which lowers an interface state. For that purpose,
at least on the light-receiving portion 12, it is necessary
that the above-described insulating film 27 is formed hav-
ing a film thickness to allow the hole accumulation layer
23 to be formed on the light-receiving surface 12s side
of the above-described light-receiving portion 12 by the
negative voltage applied to the above-described film 28,
which applies a negative voltage. The film thickness
thereof is specified to be, for example, 1 atomic layer or
more, and 100 nm or less.
[0159] The above-described film 28, which applies a
negative voltage, is formed from, for example, a film
which is transparent with respect to the incident light and
which has electrical conductivity, and is formed from, for
example, an electrically conductive film transparent with
respect to the visible light. As for such a film, an indium
tin oxide film, an indium zinc oxide film, or an indium oxide
film, a tin oxide film, a gallium zinc oxide film, or the like
can be used.
[0160] In the above-described solid-state imaging de-
vice 7, although not shown in the drawing, the light-shield
film to shield a part of the light-receiving portion 12 and
the peripheral circuit portion 14 from light, the color filter
layer to disperse the light incident on at least the light-
receiving portion 12, the condenser lens to condense the
incident light on the light-receiving portion 12, and the
like are disposed on the film 28 which applies a negative
voltage. As for a manufacturing method therefor, as an
example, any one of the methods described in the indi-
vidual examples of the above-described method for man-
ufacturing a solid-state imaging device can also be ap-
plied.
[0161] In the example of the above-described method
for manufacturing the solid-state imaging device 7, since
the film 28, which applies a negative voltage, is formed
on the insulating film 27 disposed on the light-receiving
surface 12s of the light-receiving portion 12, the hole ac-
cumulation (hole accumulation) layer is formed ade-
quately at the interface on the light-receiving surface 12s
side of the light-receiving portion 12 by an electric field
generated through application of a negative voltage to
the film 28, which applies a negative voltage. Therefore,
generation of electric charges (electrons) from the inter-
face is suppressed and, in addition, even when electric
charges (electrons) are generated from the interface, the
electric charges do not flow into a charge storage portion
serving as a potential well in the light-receiving portion,
flow through the hole accumulation layer 23, in which
many holes are present, and can be extinguished. Con-

sequently, it can be prevented that the electric charges
resulting from the interface serve as a dark current and
are detected by the light-receiving portion 12, and a dark
current resulting from the interface state can be sup-
pressed. Moreover, since the film 21, which lowers the
interface state, is disposed on the light-receiving surface
12s of the light-receiving portion 12, generation of elec-
trons resulting from the interface state is further sup-
pressed, so that flowing of electrons, which serve as a
dark current, resulting from the interface state into the
light-receiving portion 12 is suppressed.
[0162] In addition, since the film 25, which has a pos-
itive fixed charge, is disposed between the above-de-
scribed peripheral circuit portion 14 and the above-de-
scribed film 28, which applies a negative voltage, the
negative electric field generated when a negative charge
is applied to the film 28, which applies a negative voltage,
is reduced by a positive fixed charge in the film 25 having
the positive fixed charge. Therefore, the influence due to
this negative electric field is not exerted on the peripheral
circuit portion 14. Consequently, a malfunction of the pe-
ripheral circuit portion 14 due to the negative electric field
can be prevented. The above-described configuration in
which the film 25, which has a positive fixed charge, is
disposed above the above-described peripheral circuit
portion 14 and under the above-described film 28, which
applies a negative voltage, can also be applied to the
above-described solid-state imaging device 6, and the
effects similar to those of the solid-state imaging device
7 can be obtained.
[0163] Next, an example of a solid-state imaging de-
vice will be described with reference to a key portion con-
figuration sectional view shown in Fig. 32. In this regard,
in Fig. 32, the light-receiving portion is shown mainly, and
the peripheral circuit portion, a wiring layer, a light-shield
film to shield a part of the light-receiving portion and the
peripheral circuit portion from light, a color filter layer to
disperse the light incident on the light-receiving portion,
a condenser lens to condense the incident light on the
light-receiving portion, and the like are not shown in the
drawing.
[0164] As shown in Fig. 32, a solid-state imaging de-
vice 8 includes the light-receiving portion 12, which pho-
toelectrically converts incident light, on the semiconduc-
tor substrate (or semiconductor layer) 11. An insulating
film 31 is disposed on the light-receiving surface 12s side
of this light-receiving portion 12. This insulating film 31
is formed from, for example, silicon oxide (SiO2) film. A
film (hereafter referred to as a hole accumulation auxiliary
film) 32, which has a value of work function larger than
that of the interface on the light-receiving surface 12s
side of the above-described light-receiving portion 12 to
conduct photoelectric conversion, is disposed on the
above-described insulating film 31. The hole accumula-
tion layer 23 is formed on the basis of this difference in
work function. This hole accumulation auxiliary film 32 is
not necessarily electrically connected to other elements
nor wirings and, therefore, may be an insulating film or
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a film, e.g., a metal film, having electrical conductivity.
[0165] Moreover, a wiring layer 73 composed of, for
example, a plurality of wirings 71 and an insulating film
72 is disposed on the side opposite to the light incident
side of the semiconductor substrate 11 provided with the
above-described light-receiving portion 12. In addition,
the wiring layer 73 is supported by a support substrate 74.
[0166] For example, since the hole accumulation layer
23 is formed from silicon (Si), the value of work function
thereof is about 5.1 eV. Therefore, it is enough that the
above-described hole accumulation auxiliary film 32 has
the value of work function larger than 5.1.
[0167] For example, in the case where a metal film is
used, according to Chronological Scientific Tables, the
value of work function of an iridium (110) film is 5.42, the
value of work function of an iridium (111) film is 5.76, the
value of work function of a nickel film is 5.15, the value
of work function of a palladium film is 5.55, the value of
work function of an osmium film is 5.93, the value of work
function of a gold (100) film is 5.47, the value of work
function of a gold (110) film is 5.37, and the value of work
function of a platinum film is 5.64. These films can be
used as the above-described hole accumulation auxiliary
film 32. Even films other than those described above can
be used as the hole accumulation auxiliary film 32 insofar
as the film is a metal film having a value of work function
larger than that of the interface on the light-receiving sur-
face 12s side of the light-receiving portion 12. In this con-
nection, the value of work function of ITO (In2O3) used
as a transparent electrode is assumed to be 4.8 eV. The
work function of an oxide semiconductor can be control-
led by a film formation method or impurity introduction.
[0168] The above-described hole accumulation auxil-
iary film 32 is disposed on the light incident side and,
therefore, it is important to be formed having a film thick-
ness suitable for transmitting the incident light. As for the
incident light transmittance thereof, it is preferable to
have as high transmittance as possible. For example, it
is preferable that the transmittance of 95% or more is
ensured.
[0169] Furthermore, it is enough that the hole accumu-
lation auxiliary film 32 can make use of the difference in
work function from that of the surface of the light-receiving
portion 12, and there is no lower limit for the resistance
value. Therefore, even in the case where, for example,
an electrically conductive film is used, it is not necessary
to form having a large film thickness. For example, when
the incident light intensity is assumed to be I0 and the
absorption coefficient is assumed to be α (where α =
(4πk)/λ, k is a Boltzmann constant, and λ is a wavelength
of incident light), the light intensity at the position of depth
z is represented by I(z) = I0exp(-α·z). Consequently, the
thickness at I(z)/I0 = 0.8 is determined to be, for example
1.9 nm for the iridium film, 4.8 nm for the gold film, and
3.4 nm for the platinum film, although different depending
on the type of film. However, it is clear that 2 nm or less
is preferable.
[0170] Moreover, the above-described hole accumu-

lation auxiliary film 32 may be an organic film. For exam-
ple, polyethylenedioxythiophene (polyethylenedioxythi-
ophene) can also be used. As described above, the
above-described hole accumulation auxiliary film 32 may
be an electrically conductive film, an insulating film, or a
semiconductor film insofar as the film has the value of
work function higher than the value of work function of
the interface on the light-receiving surface 12s side of
the light-receiving portion 12.
[0171] The above-described solid-state imaging de-
vice 8 includes the film (hole accumulation auxiliary film)
32, which has a value of work function larger than that
of the interface 23 on the light-receiving surface 12s side
of the above-described light-receiving portion 12 on the
insulating film 31 disposed on the light-receiving portion
12 and, thereby, the hole accumulation efficiency of the
hole accumulation layer 23 is increased, so that the hole
accumulation layer 23 disposed at the light-receiving side
interface of the light-receiving portion 12 can accumulate
adequate holes. Consequently, a dark current is reduced.
[0172] Next, an example of the configuration of a solid-
state imaging device including the hole accumulation
auxiliary film 32 will be described with reference to Fig.
33. Fig. 33 shows a CMOS image sensor.
[0173] As shown in Fig. 33, a plurality of pixel portions
61 including the light-receiving portion (for example, pho-
todiode) 12 which converts the incident light to an electric
signal, a transistor group 55 composed of transfer tran-
sistors, amplifying transistors, reset transistors, etc., (a
part of them are shown in the drawing), and the like are
disposed on the semiconductor substrate 11. As for the
above-described semiconductor substrate 11, for exam-
ple, a silicon substrate is used. Furthermore, a signal
processing portion (not shown in the drawing) to process
the signal charges read from the individual light-receiving
portions 12 is disposed.
[0174] The element isolation regions 13 are disposed
in a part of the circumference of the above-described
pixel portion 61, for example, between the pixel portions
61 in the longitudinal direction or the transverse direction.
[0175] In addition, the wiring layer 73 is disposed on
the surface side of the semiconductor substrate 11 (in
the drawing, under the semiconductor substrate 11) pro-
vided with the above-described light-receiving portions
12. This wiring layer 73 is composed of the wirings 71
and the insulating film 72 covering the wirings 71. The
above-described wiring layer 73 is provided with the sup-
port substrate 74. This support substrate 74 is formed
from, for example, a silicon substrate.
[0176] Furthermore, in the above-described solid-
state imaging device 1, the hole accumulation layer 23
is disposed on the back surface side of the semiconductor
substrate 11, and the above-described hole accumula-
tion auxiliary film 32 is disposed on the upper surface
thereof with the insulating film 31 therebetween. Moreo-
ver, an organic color filter 44 is disposed thereon with an
insulating film (not shown in the drawing) therebetween.
This color filter 44 is disposed in accordance with the
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above-described light-receiving portion 12 and is formed
by, for example, arranging blue (Blue), red (Red), and
green (Green) organic color filters in a checkered pattern,
for example. In addition, a condenser lens 45 to condense
incident light on each light-receiving portion 12 is dis-
posed on each organic color filter 44.
[0177] Next, an example of the method for manufac-
turing a solid-state imaging device not making out to the
present invention will be described with reference to a
flow chart shown in Fig. 34, production step sectional
views shown in Fig. 35, and production step sectional
views of a key portion shown in Fig. 36. In Fig. 34 to Fig.
36, production steps of the above-described solid-state
imaging device 8 are shown as an example.
[0178] As shown in Fig. 34 (1) and Fig. 35 (1), initially,
an SOI substrate 81, in which a silicon layer 84 is dis-
posed on a silicon substrate 82 with an insulating layer
(for example, silicon oxide layer) 83 therebetween, is pre-
pared, and a back surface mark 85 for alignment is
formed in the silicon layer 84.
[0179] Subsequently, as shown in Fig. 34 (2) and Fig.
35 (2), formation of an element isolation region (not
shown in the drawing), formation of the hole accumula-
tion layer 23, formation of the light-receiving portion 12,
formation of the transistor group 55, formation of the wir-
ing layer 73, and the like are conducted on the silicon
layer 84 of the SOI substrate 81. Among them, the hole
accumulation layer 23 may be formed in a step after sub-
strate thickness reduction in the downstream.
[0180] Then, as shown in Fig. 34 (3) and Fig. 35 (3),
the wiring layer 73 and the support substrate 74 are bond-
ed together.
[0181] Thereafter, as shown in Fig. 34 (4) and Fig. 35
(4), thickness reduction of the SOI substrate 81 is con-
ducted. Here, the silicon substrate 82 is removed
through, for example, grinding and polishing.
[0182] Although not shown in the drawing, the above-
described hole accumulation layer 23 may be formed by
forming a cap film (not shown in the drawing) after re-
moval of the insulating layer 83 from the SOI substrate
81 and conducting impurity introduction and an activation
treatment. As an example, a plasma-TEOS silicon oxide
film having a thickness of 30 nm is formed as the cap film
and the impurity introduction is conducted through ion
implantation of boron. As for the ion implantation condi-
tion, for example, implantation energy is set at 20 keV,
and the amount of dose is set at 1 3 1013/cm2. In this
connection, it is preferable that activation is conducted
through annealing at 400°C or lower in such a way that
bonding between the wiring layer 73 and the support sub-
strate 74 is not broken. Subsequently, the above-de-
scribed cap layer is removed through, for example, a di-
lute hydrofluoric acid treatment. At this time, the insulat-
ing layer 83 may be removed from the SOI substrate 81.
[0183] In this manner, as shown in Fig. 36 (1), the hole
accumulation layer 23 is formed on the light-receiving
portion 12.
[0184] Next, as shown in Fig. 36 (2), the insulating film

31 is formed on the hole accumulation layer 23 (light in-
cident side). As an example, a plasma-TEOS silicon ox-
ide film having a thickness of 30 nm is formed.
[0185] Then, as shown in Fig. 36 (3), the hole accu-
mulation auxiliary film 32, which is a film having a value
of work function larger than that of the interface (the value
of work function is about 5.1 eV) on the light-receiving
surface 12s side of the above-described light-receiving
portion 12, is formed on the above-described insulating
film 31 (light incident side). As an example, a platinum
(Pt) film, which is a metal thin film and which has a value
of work function of 5.6 eV, is formed having a thickness
of 3 nm through sputtering. Examples of candidates for
other metal thin films include iridium (Ir), rhenium (Re),
nickel (Ni), palladium (Pd), cobalt (Co), ruthenium (Ru),
rhodium (Rh), osmium (Os), and gold (Au). Alloys can
be employed, as a matter of course.
[0186] In this connection, as for the material for the
above-described hole accumulation auxiliary film 32 in
this example, even ITO (In2O3) can also be employed
because the value of work function of the interface on
the light-receiving surface side of the light-receiving por-
tion is about 5.1 eV. ITO can have a value of work function
of 4.5 eV to 5.6 eV depending on the film formation proc-
ess. Furthermore, as for other oxide semiconductors,
since semiconductors, in which RuO2, SnO2, IrO2, OsO2,
ZnO, ReO2, MoO2, and acceptor impurities are intro-
duced, polyethylenedioxythiophene (polyethylenediox-
ythiophene: PEDOT), which is an organic material, and
the like are allowed to have values of work function larger
than 5.1 eV, they can serve as materials for the hole
accumulation auxiliary film 32. Moreover, examples of
film formation techniques include ALD, CVD, and vapor
phase doping as film formation techniques at 400°C or
lower.
[0187] Subsequently, as shown in Fig. 34 (5) and Fig.
35 (5), a back surface electrode 92 is formed through the
medium of barrier metal 91.
[0188] Then, as shown in Fig. 34 (6) and Fig. 35 (6),
the color filter layer 44 is formed above the light-receiving
portion 12 and, thereafter, the condenser lens 45 is
formed. In this manner, the solid-state imaging device 8
is formed.
[0189] In the above-described method for manufactur-
ing a solid-state imaging device, since the hole accumu-
lation auxiliary film 32, which is a film having a value of
work function larger than that of the interface on the light-
receiving surface 12s side of the above-described light-
receiving portion 12, is formed on the insulating film 31
disposed on the light-receiving portion 12, the hole ac-
cumulation efficiency of the hole accumulation layer 23
is increased, so that the hole accumulation layer 23 dis-
posed at the light-receiving surface 12s side interface of
the light-receiving portion 12 can accumulate adequate
holes. Consequently, a dark current is reduced. In this
connection, it is enough that the above-described hole
accumulation auxiliary film 32 has the value of work func-
tion higher than the value of work function of the hole
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accumulation layer 23 and it is not necessary to pass a
current. Therefore, an electrically conductive film, an in-
sulating film, or a semiconductor film may be employed.
Hence, a material exhibiting high resistance can be se-
lected for the hole accumulation auxiliary film 32. In ad-
dition, there is a feature that an external signal input ter-
minal is unnecessary for the hole accumulation auxiliary
film 32.
[0190] The solid-state imaging devices 1 to 8 of the
above-described individual examples are provided with
a plurality of pixel portions including the light-receiving
portions to convert the amounts of incident light to electric
signals and wiring layers on one surface side of the sem-
iconductor substrates including the individual pixel por-
tions, and can be applied to a back-side illumination solid-
state imaging device having a configuration in which the
light incident from the side opposite to the surface pro-
vided with the wiring layer is received with the above-
described individual light-receiving portions. As a matter
of course, it is possible to apply to a surface illumination
solid-state imaging device, wherein a wiring layer is dis-
posed on the light-receiving surface side and an optical
path of the incident light incident on the light-receiving
portion is specified to be a region, in which the above-
described wiring layer is not disposed, in order that the
incident light incident on the light-receiving portion is not
interfered.
[0191] Next, an example according to an imaging ap-
paratus of the present invention will be described with
reference to a block diagram shown in Fig. 37. Examples
of this imaging apparatuses include video cameras, dig-
ital steel cameras, and cameras of cellular phones.
[0192] As shown in Fig. 37, an imaging apparatus 500
is provided with a solid-state imaging device (not shown
in the drawing) in an imaging portion 501. An image-fo-
cusing optical portion 502 to form an image is provided
on the light-condensing side of the imaging portion 501.
Furthermore, the imaging portion 501 is connected to a
drive circuit to drive it and a signal processing portion
503 including, for example, a signal processing circuit to
process a signal, which is photoelectrically converted
with the solid-state imaging device, to an image. More-
over, an image signal processed with the above-de-
scribed signal processing portion can be stored in an
image storage portion (not shown in the drawing). In the
above-described imaging apparatus 500, the solid-state
imaging device 1 to the solid-state imaging device 8 ex-
plained in the above-described embodiments can be
used for the above-described solid-state imaging device.
[0193] The solid-state imaging device 1 or the solid-
state imaging device 2 or the solid-state imaging device
having the configuration shown in Fig. 4, described
above, in which the reflection film is disposed and the
condenser lens is included, is used for the imaging ap-
paratus 500 according to the present invention. There-
fore, in a manner similar to that described above, since
the solid-state imaging device capable of enhancing the
color reproducibility and the resolution is used, there is

an advantage that a high-quality image can be recorded.
[0194] Incidentally, the imaging apparatus 500 is not
limited to the above-described configuration, but can be
applied to an imaging apparatus having any configuration
including the solid-state imaging device.
[0195] The above-described solid-state imaging de-
vice 1 to the solid-state imaging device 8 and the like
may be made in the form of one chip or in the form of a
module, in which an imaging portion and a signal
processing portion or an optical system are integrally
packaged and which has an imaging function. In addition,
the present invention can be applied to not only solid-
state imaging devices, but also imaging apparatuses. In
this case, as for the imaging apparatus, an effect of im-
proving image quality is obtained. Here, the imaging ap-
paratus refers to, for example, a portable apparatus hav-
ing a camera or an imaging function. In this regard, "im-
aging" includes not only picking up of image in usual pho-
to shooting with a camera, but also fingerprint detection
and the like in a broad sense.

Claims

1. A solid-state imaging device comprising:

a light-receiving portion (12) to photoelectrically
convert incident light;
a first film which is disposed on or over a light-
receiving surface of the light-receiving portion,
the first film which has a negative fixed charge,
is being formed by a material selected from the
group consisting of a hafnium oxide (HfO2), alu-
minum oxide (Al2O3), zirconium oxide (ZrO2),
tantalum oxide (Ta2O6), titanium oxide (TiO2).
lanthanum oxide (La2O3), praseodymium oxide
(Pr2O3), cerium oxide (CeO2), neodymium ox-
ide (Nd2O3), promethium oxide (Pm2O3), sa-
marium oxide (Sm2O3), europium oxide
(Eu2O3), gadolinium oxide (Gd2O3), terbium ox-
ide (Tb2O3), dysprosium oxide (Dy2O3), hol-
mium oxide (Ho2O3), erbium oxide (Er2O3),
thulium oxide (Tm2O3), ytterbium oxide (Yb2O3),
lutetium oxide (Lu2O3), yttrium oxide (Y2O3),
hafnium nitride. aluminum nitride, hafnium oxide
nitride, or aluminum oxide nitride;
a second film (21) of approximately 1 nm which
is disposed between the light-receiving surface
and the first film; and,
a hole accumulation layer (23) disposed on the
light-receiving surface side of the light-receiving
portion, the hole accumulation layer being cre-
ated due to the negative fixed charge of the first
film.

2. The solid-state imaging device according to Claim
1, characterized in that the second film Is a silicon
oxide film.
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3. The solid-state imaging device according to any of
Claims 1 to 2, characterized by comprising
a peripheral circuit portion, in which a peripheral cir-
cuit is disposed, in a portion beside the light-receiv-
ing portion,
wherein the insulating film above the peripheral cir-
cuit portion and under the film, which has a negative
fixed charge, is formed from one type of silicon oxide
film, silicon nitride film, and silicon oxynitride film or
a laminated structure of a plurality of types of films.

4. A method for manufacturing a solid-state imaging
device as defined to claim 1 , comprises the steps of:

forming a first film (22) on or over a light-receiv-
ing surface (12) of the light-receiving portion by
atomic layer deposition;
forming a second film (21) simultaneously with
the first film between the light-receiving surface
and the first film; and
forming a hole accumulation layer (23) on the
light-receiving surface side of the light-receiving
portion due to the negative fixed charge of the
first film,
wherein the first film is formed by a material se-
lected from the group consisting of a hafnium
oxide (HfO2), aluminum oxide (Al2O3), zirconi-
um oxide (ZrO2), tantalum oxide (Ta2O5), titani-
um oxide (TiO2), lanthanum oxide (La2O3), pra-
seodymium oxide (Pr2O3), cerium oxide (CeO2),
neodymium oxide (Nd2O3), promethium oxide
(Pm2O3), samarium oxide (Sm2O3), europium
oxide (Eu2O3), gadolinium oxide (Gd2O3), terbi-
um oxide (Tb2O3), dysprosium oxide (Dy2O3),
holmium oxide (Ho2O3), erbium oxide (Er2O3),
thulium oxide (Tm2O3), ytterbium oxide (Yb2O3),
lutetium oxide (Lu2O3), yttrium oxide (Y2O3),
hafnium nitride, aluminum nitride, hafnium oxide
nitride, or aluminum oxide nitride.

5. An imaging apparatus comprising:

a light-condensing optical portion which con-
denses incident light;
a solid-state imaging device according to any of
claims 1 to 3, which receives and photoelectri-
cally converts the incident light condensed in the
light-condensing optical portion; and
a signal processing portion, which processes a
photoelectrically converted signal charge.

Patentansprüche

1. Festkörper-Bildgeberanordnung, umfassend:

einen Lichtempfangsabschnitt (12) zum photo-
elektrischen Umwandeln von einfallendem

Licht;
einen ersten Film, der auf oder über einer Licht-
empfangsfläche des Lichtempfangsabschnitts
angeordnet ist, wobei der erste Film, der eine
negative unbewegliche Ladung aufweist, durch
ein Material gebildet ist, das aus der Gruppe be-
stehend aus Hafniumoxid (HfO2), Aluminiumo-
xid (Al2O3), Zirconiumoxid (ZrO2), Tantaloxid
(Ta2O5), Titanoxid (TiO2), Lanthanoxid (La2O3),
Praseodymoxid (Pr2O3), Ceroxid (CeO2), Neo-
dymoxid (Nd2O3), Promethiumoxid (Pm2O3),
Samariumoxid (Sm2O3), Europiumoxid
(Eu2O3), Gadoliniumoxid (Gd2O3), Terbiumoxid
(Tb2O3), Dysprosiumoxid (Dy2O3), Holmiumo-
xid (Ho2O3), Erbiumoxid (Er2O3), Thuliumoxid
(Tm2O3), Ytterbiumoxid (Yb2O3), Lutetiumoxid
(Lu2O3), Yttriumoxid (Y2O3), Hafniumnitrid, Alu-
miniumnitrid, Hafniumoxidnitrid oder Alumini-
umoxidnitrid ausgewählt ist;
einen zweiten Film (21) von ungefähr 1 nm, der
zwischen der Lichtempfangsfläche und dem
ersten Film angeordnet ist; und
eine Löcherakkumulationsschicht (23), die auf
der Lichtempfangsflächenseite des Lichtemp-
fangsabschnitts angeordnet ist, wobei die Lö-
cherakkumulationsschicht aufgrund der negati-
ven unbeweglichen Ladung des ersten Films
gebildet ist.

2. Festkörper-Bildgeberanordnung nach Anspruch 1,
dadurch gekennzeichnet, dass der zweite Film ein
Siliciumoxidfilm ist.

3. Festkörper-Bildgeberanordnung nach einem der
Ansprüche 1 bis 2, ferner umfassend:

einen Peripherieschaltungsabschnitt, in wel-
chen eine periphere Schaltung in einem Ab-
schnitt neben dem Lichtempfangsabschnitt an-
geordnet ist,
wobei der Isolierfilm über dem Peripherieschal-
tungsabschnitt und unter dem Film, der eine ne-
gative unbewegliche Ladung aufweist, aus ei-
nem Typ von Siliciumoxidfilm, Siliciumnitridfilm
und Siliciumoxynitridfilm oder einer laminierten
Struktur einer Mehrzahl von Filmtypen gebildet
ist.

4. Verfahren zur Herstellung einer Festkörper-Bildge-
beranordnung nach Anspruch 1, das die folgenden
Schritte umfasst:

Bilden eines ersten Films (22) auf oder über ei-
ner Lichtempfangsfläche (12) des Lichtemp-
fangsabschnitts durch Atomschichtabschei-
dung;
Bilden eines zweiten Film (21) gleichzeitig mit
dem ersten Film zwischen der Lichtempfangs-
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fläche und dem ersten Film; und
Bilden einer Löcherakkumulationsschicht (23)
auf der Lichtempfangsflächenseite des Licht-
empfangsabschnitts aufgrund der negativen un-
beweglichen Ladung des ersten Films,
wobei der erste Film durch ein Material gebildet
wird, das aus der Gruppe bestehend aus Hafni-
umoxid (HfO2), Aluminiumoxid (Al2O3), Zirconi-
umoxid (ZrO2), Tantaloxid (Ta2O5), Titanoxid
(TiO2), Lanthanoxid (La2O3), Praseodymoxid
(Pr2O3), Ceroxid (CeO2), Neodymoxid (Nd2O3),
Promethiumoxid (Pm2O3), Samariumoxid
(Sm2O3), Europiumoxid (Eu2O3), Gadoliniumo-
xid (Gd2O3), Terbiumoxid (Tb2O3), Dysprosium-
oxid (Dy2O3), Holmiumoxid (Ho2O3), Erbiumo-
xid (Er2O3), Thuliumoxid (Tm2O3), Ytterbiumo-
xid (Yb2O3), Lutetiumoxid (Lu2O3), Yttriumoxid
(Y2O3), Hafniumnitrid, Aluminiumnitrid, Hafni-
umoxidnitrid oder Aluminiumoxidnitrid ausge-
wählt ist.

5. Bildgebungsvorrichtung, umfassend:

einen optischen Lichtkondensorabschnitt, der
einfallendes Licht bündelt;
eine Festkörper-Bildgeberanordnung nach ei-
nem der Ansprüche 1 bis 3, die das einfallende
Licht, das im optischen Lichtkondensorab-
schnitt gebündelt wird, empfängt und photoelek-
trisch umwandelt; und
eine Signalverarbeitungsabschnitt, der eine
photoelektrisch umgewandelte Signalladung
verarbeitet.

Revendications

1. Dispositif d’imagerie à semi-conducteurs
comprenant :

une partie recevant la lumière (12) pour convertir
photoélectriquement la lumière incidente ;
un premier film qui est disposé sur ou par-des-
sus une surface recevant la lumière de la partie
recevant la lumière, le premier film, qui a une
charge négative fixe, étant formé par un maté-
riau choisi dans le groupe constitué par l’oxyde
d’hafnium (HfO2), l’oxyde d’aluminium (Al2O3),
l’oxyde de zirconium (ZrO2), l’oxyde de tantale
(Ta2O5), l’oxyde de titane (TiO2), l’oxyde de lan-
thane (La2O3), l’oxyde de praséodyme (Pr2O3),
l’oxyde de cérium (CeO2), l’oxyde de néodyme
(Nd2O3), l’oxyde de prométhium (Pm2O3), l’oxy-
de de samarium (Sm2O3), l’oxyde d’europium
(Eu2O3), l’oxyde de gadolinium (Gd2O3), l’oxyde
de terbium (Tb2O3), l’oxyde de dysprosium
(Dy2O3), l’oxyde d’holmium (Ho2O3), l’oxyde
d’erbium (Er2O3), l’oxyde de thulium (Tm2O3),

l’oxyde d’ytterbium (Yb2O3), l’oxyde de lutécium
(Lu2O3), l’oxyde d’yttrium (Y2O3), le nitrure
d’hafnium, le nitrure d’aluminium, l’oxynitrure
d’hafnium, et l’oxynitrure d’aluminium ;
un deuxième film (21) d’environ 1 nm qui est
disposé entre la surface recevant la lumière et
le premier film ; et
une couche d’accumulation de trous (23) dispo-
sée sur le côté de la surface recevant la lumière
de la partie recevant la lumière, la couche d’ac-
cumulation de trous étant créée en raison de la
charge négative fixe du premier film.

2. Dispositif d’imagerie à semi-conducteurs selon la re-
vendication 1, caractérisé en ce que le deuxième
film est un film d’oxyde de silicium.

3. Dispositif d’imagerie à semi-conducteurs selon l’une
quelconque des revendications 1 à 2, caractérisé
en ce qu’il comprend
une partie de circuit périphérique, dans laquelle est
disposé un circuit périphérique, dans une partie à
côté de la partie recevant la lumière,
dans lequel le film isolant au-dessus de la partie de
circuit périphérique et au-dessous du film, qui a une
charge négative fixe, est formé à partir d’un type de
film d’oxyde de silicium, de film de nitrure de silicium
et de film d’oxynitrure de silicium ou d’une structure
stratifiée d’une pluralité de types de films.

4. Procédé de fabrication d’un dispositif d’imagerie à
semi-conducteurs tel que défini dans la revendica-
tion 1, comprenant les étapes consistant à :

former un premier film (22) sur ou par-dessus
une surface recevant la lumière (12) de la partie
recevant la lumière par dépôt de couches
atomiques ;
former un deuxième film (21) en même temps
que le premier film entre la surface recevant la
lumière et le premier film ; et
former une couche d’accumulation de trous (23)
sur le côté de la surface recevant la lumière de
la partie recevant la lumière en raison de la char-
ge négative fixe du premier film,
dans lequel le premier film est formé par un ma-
tériau choisi dans le groupe constitué par l’oxyde
d’hafnium (HfO2), l’oxyde d’aluminium (Al2O3),
l’oxyde de zirconium (ZrO2), l’oxyde de tantale
(Ta2O5), l’oxyde de titane (TiO2), l’oxyde de lan-
thane (La2O3), l’oxyde de praséodyme (Pr2O3),
l’oxyde de cérium (CeO2), l’oxyde de néodyme
(Nd2O3), l’oxyde de prométhium (Pm2O3), l’oxy-
de de samarium (Sm2O3), l’oxyde d’europium
(Eu2O3), l’oxyde de gadolinium (Gd2O3), l’oxyde
de terbium (Tb2O3), l’oxyde de dysprosium
(Dy2O3), l’oxyde d’holmium (Ho2O3), l’oxyde
d’erbium (Er2O3), l’oxyde de thulium (Tm2O3),
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l’oxyde d’ytterbium (Yb2O3), l’oxyde de lutécium
(Lu2O3), l’oxyde d’yttrium (Y2O3), le nitrure
d’hafnium, le nitrure d’aluminium, l’oxynitrure
d’hafnium, et l’oxynitrure d’aluminium.

5. Appareil d’imagerie comprenant :

une partie optique condensant la lumière qui
condense la lumière incidente ;
un dispositif d’imagerie à semi-conducteurs se-
lon l’une quelconque des revendications 1 à 3,
qui reçoit et convertit photoélectriquement la lu-
mière incidente condensée dans la partie opti-
que condensant la lumière ; et
une partie traitant le signal, qui traite la charge
d’un signal converti photoélectriquement.
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