
Printed by Jouve, 75001 PARIS (FR)

Europäisches Patentamt

European Patent Office

Office européen des brevets

(19)

E
P

1 
37

2 
19

8
A

2
*EP001372198A2*
(11) EP 1 372 198 A2

(12) EUROPEAN PATENT APPLICATION

(43) Date of publication:
17.12.2003 Bulletin 2003/51

(21) Application number: 03012797.1

(22) Date of filing: 05.06.2003

(51) Int Cl.7: H01L 31/075, H01L 31/18,
H01L 31/20

(84) Designated Contracting States:
AT BE BG CH CY CZ DE DK EE ES FI FR GB GR
HU IE IT LI LU MC NL PT RO SE SI SK TR
Designated Extension States:
AL LT LV MK

(30) Priority: 07.06.2002 JP 2002166429

(71) Applicant: CANON KABUSHIKI KAISHA
Ohta-ku, Tokyo (JP)

(72) Inventor: Yasuno, Atsushi
Ohta-ku, Tokyo (JP)

(74) Representative:
Leson, Thomas Johannes Alois, Dipl.-Ing.
Tiedtke-Bühling-Kinne & Partner GbR,
TBK-Patent,
Bavariaring 4
80336 München (DE)

(54) Photovoltaic device

(57) The present invention provides a photovoltaic
device including a plurality of unit devices stacked, each
unit device consisting of a silicon-based non-single-
crystal semiconductor material and having a pn or pin
structure, in which an oxygen atom concentration and/

or a carbon atom concentration have maximum peaks
in the vicinity of a p/n interface between the plurality of
unit devices, thereby stabilizing the p/n interface and im-
proving the interfacial characteristics and the film adhe-
sion to attain a high photoelectric conversion efficiency
of the photovoltaic device.
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Description

BACKGROUND OF THE INVENTION

Field of the Invention

[0001] The present invention relates to a photovoltaic
device comprising a silicon-based non-single-crystal
semiconductor material.

Related Background Art

[0002] A photovoltaic device is a semiconductor de-
vice for converting optical energy such as solar light into
electrical energy. As a semiconductor material for such
device, an amorphous material represented by amor-
phous silicon (a-Si:H) is attracting attention and is ac-
tively investigated since it is inexpensive, enables a
large area formation and a thin film formation, and has
a large freedom in the composition, thereby allowing to
control electrical and optical characteristics over a wide
range.
[0003] In a photovoltaic device comprising the above-
mentioned amorphous material, particularly an amor-
phous solar cell, an improvement in a photoelectric con-
version efficiency is an important object.
[0004] In order to attain such object, U.S. Patent No.
2,949,498 discloses the use of so-called tandem cell,
formed by stacking a plurality of solar cells each having
a unit device structure. Such tandem cell is to improve
the conversion efficiency by stacking devices of different
band gaps and thereby efficiently absorbing different
portions of the spectrum of solar light, and is so de-
signed that, in comparison with a band gap of a device
positioned at a light entrance side, namely so-called top
layer among the stacked devices, so-called bottom layer
positioned under such top layer has a narrower band
gap. There is also investigated a three-layer tandem cell
(hereinafter called triple cell) having a middle layer be-
tween the top layer and the bottom layer.
[0005] Also in order to facilitate collection of holes
having a shorter diffusion distance among electron-hole
pairs generated from an incident light, there is often
adopted a configuration in which a p-type layer is posi-
tioned at a side of a transparent electrode, namely at a
light entering side, thereby increasing an overall light
collecting efficiency, and a substantially intrinsic semi-
conductor (hereinafter referred to as "i-type layer") is
provided between a p-type layer and an n-type layer.
[0006] Also an improvement in a short-circuit current
(Jsc) is achieved by employing a microcrystalline silicon
in the p-type layer at the light entrance side, utilizing the
properties of the microcrystalline silicon having a high
conductivity and a small absorption coefficient in a short
wavelength region. Also the microcrystalline silicon,
having a wider band gap than in the amorphous silicon,
shows a higher efficiency for an impurity doping and pro-
vides a larger internal electric field in the photovoltaic

device. As a result, there are reported an improvement
in an open-circuit voltage (Voc) and in the photoelectric
conversion efficiency ("Enhancement of open circuit
voltage in high efficiency amorphous silicon alloy solar
cells", S. Guha, J. Yang, P. Nath and M. Hack: Appl.
Phys. Lett., 49 (1986) 218).
[0007] However, in such photovoltaic devices, it is dif-
ficult to stably control interfacial characteristics of a junc-
tion between the p-type layer and the n-type layer, and
a change in a junction state or in an amount of impurity
causes an increase in a serial resistance and an asso-
ciated deterioration of I-V (current-voltage) characteris-
tics, thus leading to a fluctuation in the characteristics.

SUMMARY OF THE INVENTION

[0008] In consideration of the foregoing, an object of
the present invention is to provide a photovoltaic device
capable of stabilizing a structure of a p/n interface and
improving interfacial characteristics and a film adhesion,
thereby achieving a high photoelectric conversion effi-
ciency.
[0009] The present invention provides a photovoltaic
device comprising a plurality of unit devices stacked,
each unit device comprising a silicon-based non-single-
crystal semiconductor material and having a pn or pin
structure, in which an oxygen atom concentration has a
maximum peak in a vicinity of a p/n interface between
the plurality of unit devices. In such photovoltaic device,
the concentration at such peak of the oxygen atom con-
centration (peak oxygen concentration) is preferably 1
x 1018 atoms/cm3 or higher and 1 x 1022 atoms/cm3 or
lower.
[0010] Also the present invention provides a photo-
voltaic device comprising a plurality of unit devices
stacked, each unit device comprising a silicon-based
non-single-crystal semiconductor material and having a
pn or pin structure, in which a carbon atom concentra-
tion has a maximum peak in a vicinity of a p/n interface
between the plurality of unit devices. In such photovolta-
ic device, the concentration at such peak of the carbon
atom concentration (peak carbon concentration) is pref-
erably 1 x 1016 atoms/cm3 or higher and 1 x 1020 atoms/
cm3 or lower.
[0011] Also the present invention provides a photo-
voltaic device comprising a plurality of unit devices
stacked, each unit device comprising a silicon-based
non-single-crystal semiconductor material and having a
pn or pin structure, in which an oxygen atom concentra-
tion and a carbon atom concentration have a maximum
peak in a vicinity of a p/n interface between the plurality
of unit devices. In such photovoltaic device, the concen-
tration at such peak of the oxygen atom concentration
(peak oxygen concentration) is preferably 1 x 1018 at-
oms/cm3 or higher and 1 x 1022 atoms/cm3 or lower, and
the concentration at such peak of the carbon atom con-
centration (peak carbon concentration) is preferably 1 x
1016 atoms/cm3 or higher and 1 x 1020 atoms/cm3 or
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lower.
[0012] In such photovoltaic devices provided by the
present invention, a p-type layer at the aforementioned
p/n interface is preferably formed from hydrogenated
microcrystalline silicon, and a p-type layer in the afore-
mentioned unit device is preferably positioned at the
light entrance side.
[0013] In such photovoltaic device, by controlling con-
tent of oxygen and/or carbon in the vicinity of the p/n
interface, it is possible to stabilize the structure of the
aforementioned interface, thereby improving the inter-
facial characteristics and the film adhesion.
[0014] In the present invention, the "p/n interface" in
the photovoltaic device formed by stacking a plurality of
unit devices each comprising a silicon-based non-sin-
gle-crystal semiconductor material and having a pn or
pin structure means a stacking interface between the
stacked unit devices, in other words, between the p-type
semiconductor layer of one unit device and the n-type
semiconductor layer of another unit device adjacent to
the one unit device. In the following, even when not par-
ticularly specified, the term "p/n interface" in the present
specification means the above-described interface be-
tween the unit devices, and it does not mean a p/n in-
terface in an ordinary p/n junction semiconductor de-
vice.

BRIEF DESCRIPTION OF THE DRAWINGS

[0015]

Fig. 1 is a schematically sectional view showing a
configuration of a photovoltaic device of the present
invention;
Fig. 2 is a graph showing an oxygen concentration
distribution in the film thickness direction of a triple
cell prepared in Examples;
Fig. 3 is a graph showing a relationship between a
peak oxygen concentration in a top n-type layer and
an initial conversion efficiency, in a triple cell pre-
pared in Examples;
Fig. 4 is a graph showing a carbon concentration
distribution in the film thickness direction of a triple
cell prepared in Examples;
Fig. 5 is a graph showing a relationship between a
peak carbon concentration in a middle p-type layer
and an initial conversion efficiency, in a triple cell
prepared in Examples; and
Fig. 6 is a schematic view showing a film-forming
apparatus adapted for preparing the photovoltaic
device of the present invention.

DESCRIPTION OF THE PREFERRED
EMBODIMENTS

[0016] In the following, the present invention will be
described in detail with reference to accompanying
drawings, but the present invention is not limited by such

description.
[0017] Fig. 1 schematically shows a pin-type amor-
phous solar cell to which the photovoltaic device of the
present invention can be advantageously applied. Fig.
1 shows a solar cell having a structure in which a light
enters from the upper side of the solar cell. In Fig. 1, a
main body 100 of the solar cell, a bottom layer 114, a
middle layer 115, a top layer 116, a substrate 101, a low-
er electrode 102, n-type semiconductor layers 103, 106,
109, i-type semiconductor layers 104, 107, 110, p-type
semiconductor layers 105, 108, 111, an upper electrode
112, and a current-collecting electrode 113 are shown.
The bottom layer 114, the middle layer 115 and the top
layer 116 respectively constitute the aforementioned
unit devices.

(Substrate)

[0018] A substrate 101, suitable for deposition of sem-
iconductor layers, may be formed by a single crystalline
material or a non-single crystalline material, or may be
electrically conductive or insulating. Also it may be
translucent or opaque, but preferably has little deforma-
tion or strain and has a strength a desirable level.
[0019] Specific examples of the material include a thin
plate of a metal such as Fe, Ni, Cr, Al, Mo, Au, Nb, Ta,
V, Ti, Pt or Pb or an alloy thereof such as brass or stain-
less steel or a composite thereof; a film or a sheet of
heat-resistant synthetic resin such as polyester, poly-
ethylene, polycarbonate, cellulose acetate, polypropyl-
ene, polyvinyl chloride, polyvinylidene chloride, polysty-
rene, polyamide, polyimide or epoxy, or a composite
thereof with glass fibers, carbon fibers, boron fibers,
metal fibers or the like; the above metal thin plate or res-
inous sheet subjected to a surface coating of a thin film
of a different metal and/or an insulating thin film such as
of SiO2, Si3N4, Al2O3 or AlN by sputtering, evaporation
or plating; glass and ceramics.
[0020] In case the substrate is formed by an electri-
cally conductive material such as a metal, it may be used
directly as a current collecting electrode. In case it is
formed by an electrically insulating material such as a
synthetic resin, it is desirable to form in advance, on a
surface thereof on which a deposited film is to be
formed, a single metal or an alloy such as Al, Ag, Pt, Au,
Ni, Ti, Mo, W, Fe, V, Cr, Cu, stainless steel, brass, ni-
chrome, SnO2, In2O3, ZnO or ITO, or a transparent con-
ductive oxide (TCO) by plating, evaporation or sputter-
ing. Naturally, even in case the substrate is electrically
conductive such as a metal, a different metal layer or
the like may be provided on a side of the substrate on
which the deposited film is to be formed, for example for
increasing a reflectivity for a light of a longer wavelength
on the substrate surface, or for preventing mutual diffu-
sion of elements constituting the substrate and the de-
posited film.
[0021] Also a surface of the substrate may be so-
called smooth surface or a surface having small irregu-
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larities. In case of a surface with small irregularities,
such irregularities may be formed as spherical, conical
or polygonal pyramidal with a maximum height (Rmax)
preferably within a range from 50 to 500 nm, whereby
the reflection of light on such surface becomes random
reflection, with an increase in the optical path length of
the light reflected on such surface. A thickness of the
substrate is suitably selected so as to obtain a desired
photovoltaic device, but is usually made 10 µm or larger
in consideration of a mechanical strength of the sub-
strate in the manufacture and the handling.
[0022] In the photovoltaic device of the present inven-
tion, suitable electrodes are selected according to the
configuration of the device. Such electrodes generally
include a lower electrode, an upper electrode (transpar-
ent electrode) and a current collecting electrode (the up-
per electrode indicating one provided at a light entrance
side, while the lower electrode indicating one provided
opposite to the upper electrode across a semiconductor
layer). These electrodes will be detailedly explained in
the following.

(Lower electrode)

[0023] A lower electrode 102 employed in the present
invention is provided between the substrate 101 and an
n-type semiconductor layer 103. However, in case the
substrate 101 is conductive, it can also serve as the low-
er electrode. However, in case the substrate 101 is con-
ductive but has a high sheet resistance, the electrode
102 may be provided as a low-resistance electrode for
current colleting, or for increasing the reflectance on the
substrate surface thereby achieving efficient utilization
of the incident light.
[0024] The electrode can be formed by a metal such
as Ag, Au, Pt, Ni, Cr, Cu, Al, Ti, Zn, Mo or W or an alloy
thereof, and a thin film of such metal is formed by vac-
uum evaporation, electron beam evaporation or sputter-
ing. It is preferred that the formed metal film does not
constitute a resistance component to an output of the
photovoltaic device.
[0025] Though not illustrated, a transparent conduc-
tive layer such as of conductive zinc oxide may be pro-
vided between the lower electrode 102 and the n-type
semiconductor layer 103. Functionally, the transparent
conductive layer can be considered a diffusion prevent-
ing layer. Such diffusion preventing layer not only pre-
vents a diffusion of a metal element, constituting the low-
er electrode 102, into the n-type semiconductor layer,
but is given a certain resistance to prevent short-
circuiting between the lower electrode 102 and the up-
per electrode 112 resulting from a defect such as a pin-
hole in a semiconductor layer therebetween, and serves
to generate a multiple interference by a thin film thereby
enclosing the incident light within the photovoltaic de-
vice.

(Upper electrode (transparent electrode) )

[0026] The transparent electrode 112 to be employed
in the present invention preferably has a light transmit-
tance of 85 % or higher in order that the solar light or
the light from a white fluorescent lamp can be efficiently
absorbed in the semiconductor layer, and electrically
has a sheet resistance preferably of 300 Ω/h or less in
order not to constitute a resistance component to the
output of the photovoltaic device. Examples of a mate-
rial having such properties includes an extremely thin
semi-transparent film of a metal oxide such as SnO2,
In2O3, ZnO, CdO, CdSnO4, ITO (In2O3 + Sn2) , a metal
such as Au, Al, Cu, etc.
[0027] As the transparent electrode 112 is deposited
on the p-type semiconductor layer 111 in Fig. 1, there
are preferably selected materials with satisfactory mu-
tual adhesion. These may be prepared by resistance-
heated evaporation, electron beam-heated evapora-
tion, sputtering, spraying etc. which may be suitably se-
lected according to the purpose.

(Current collecting electrode)

[0028] A current-collecting electrode to be employed
in the present invention is provided on the transparent
electrode 112 for the purpose of reducing the surface
resistance of the transparent electrode 112. A material
for the electrode can be a thin film of a metal such as
Ag, Cr, Ni, Al, Au, Ti, Pt, Cu, Mo or W or an alloy thereof.
A stack of these thin films may also be used in a lami-
nate. Also a shape and an area of the film are suitably
selected so as to secure a sufficient incident light
amount into the semiconductor layer.
[0029] For example, the collecting electrode prefera-
bly has a shape uniformly spread in a light-receiving sur-
face of the photovoltaic device, and its area preferably
is 15 % or less of a light-receiving area, more preferably
10 % or less. Also it has a sheet resistance preferably
of 50 Ω/h or less, more preferably 10 Ω/h or less.

(Semiconductor layer)

[0030] Semiconductor layers 103, 104, 105, 106, 107,
108, 109, 110 and 111 are prepared by an ordinary thin
film preparing process, and can be prepared by employ-
ing a known method such as evaporation, sputtering,
high frequency plasma CVD, microwave plasma CVD,
ECR, thermal CVD or LPCVD as desired. Industrially
there is preferably employed a plasma CVD in which a
raw material gas is decomposed by plasma and depos-
ited on the substrate.
[0031] As a reaction apparatus, there can be em-
ployed a batch-type apparatus or a continuous film-
forming apparatus as desired. A semiconductor with va-
lence electron control can also be prepared by simulta-
neously decomposing PH3 or B2H6 gas containing
phosphor or boron as a constituent atom.
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(i-type semiconductor layer)

[0032] In the present photovoltaic device, as a semi-
conductor material for forming an advantageously em-
ployable i-type semiconductor layer, there can be em-
ployed so-called group IV alloy-based semiconductor
material such as a-SiGe:H, a-SiGe:F or A-SiGe:H:F for
producing an i-type layer of amorphous silicon germa-
nium. Also in case forming an i-type semiconductor lay-
er other than amorphous silicon germanium in tandem
cell structure formed by stacking unit devices, there can
be employed so-called group IV and group VI alloy-
based semiconductor materials such as a-Si:H, a-Si:F,
a-Si:H:F, a-SiC:H, a-SiC:F, a-SiC:H:F, poly-Si:H, poly-
Si:F, or poly-Si:H:F; and so-called compound semicon-
ductor material such as of groups III-V and II-VI.
[0033] A raw material gas employed in CVD as a sil-
icon-containing compound can be a linear or cyclic si-
lane, specifically a gaseous compound or an easily gas-
ifiable compound such as SiH4, SiF4, (SiF2)5, (SiF2)6,
(SiF2)4, Si2F6, Si3F8, SiHF3, SiH2F2, Si2H2F4, Si2H3F3,
SiCl4, (SiCl2)5, SiBr4, (SiBr2) 5, SiCl6, SiHCl3, SiHBr2,
SiH2Cl2, or SiCl3F3.
[0034] Also a germanium-containing compound can
be a linear germane, a halogenated germanium, a cyclic
germane, or an organic germanium compound having
a halogenated german, a linear or cyclic germanium
compound and an alkyl group etc., more specifically
GeH4, Ge2H6, Ge3H8, n-Ge4H10, t-Ge4H10, Ge5H10,
GeH3Cl, GeH2F2, Ge(CH3)4, Ge(C2H5)4, Ge(C6H5)4,
Ge(CH3)2F2, GeF2, or GeF4.

(p-type semiconductor layer and n-type semiconductor
layer)

[0035] A semiconductor material for constituting the
p-type semiconductor layer or the n-type semiconductor
layer advantageously employed in the present photo-
voltaic device can be obtained by doping an aforemen-
tioned semiconductor material for constituting the i-type
semiconductor layer with a valence electron controlling
agent. For forming such layer, there can be advanta-
geously employed a method similar to the aforemen-
tioned method for forming the i-type semiconductor lay-
er. As the raw material for forming a deposited layer con-
taining an element of the group IV of the periodic table,
for obtaining a p-type semiconductor, a compound con-
taining an element of the group III of the periodic table
is employed as a valence electron controlling agent.
Such element of the group III can be B, and specific ex-
amples of the compound containing B include BF3,
B2H6, B4H10, B5H9, B5H11, B6H10, B(CH3)3, B(C2H5)3,
and B6H12.
[0036] Also for obtaining an n-type semiconductor, a
compound containing an element of the group V of the
periodic table is employed as a valence electron con-
trolling agent. Such element of the group V can be P or
N, and specific examples of the compound containing

such element include N2, NH3, N2H5N3, N2H4, NH4N3,
PH3, P(OCH3)3, P(OC2H5)3, P(C3H7)3, P(OC4H9)3, P
(CH3)3, P(C2H5)3, P(C3H7)3, P(C4H9)3, P(SCN)3 and
P2H4.
[0037] In the following there will be given a detailed
description on the control of an oxygen concentration
and a carbon contraction in the vicinity of p/n interface
of the present invention.
[0038] In a photovoltaic device of a tandem cell
formed by stacking a plurality of unit devices each hav-
ing a pn or pin structure, at an interface of a p-type layer
and an n-type layer between the unit devices, a delicate
change or a structural strain in a matching or an impurity
amount in the interface may cause an increase in the
serial resistance and thereby a deterioration in the I-V
characteristics, thus significantly affecting the perform-
ance of the photovoltaic device. Also such p/n interface
may be seriously damaged by plasma at an initial dis-
charge of film formation, thereby leading to a deteriora-
tion in the interfacial characteristics.
[0039] The present inventor, as a result of intensive
investigations, have found that an addition of a small
amount of oxygen and/or carbon in the vicinity of the
interface of the n-type layer and the p-type layer facili-
tates control of the interface, thus leading to an improve-
ment in the characteristics, and have thus accomplished
the present invention.
[0040] In the p-type layer and the n-type layer, there
are respectively employed conventional impurity ele-
ments B and P as the valence electron controlling
agents, but, additionally in the present invention, an ox-
ygen atom concentration and/or a carbon atom concen-
tration is so controlled as to have a maximum peak in
the vicinity of the p/n interface between the unit devices.
[0041] The oxygen atom concentration can be con-
trolled so as to have a peak in the vicinity of the p/n in-
terface, by controlling an introduction amount of a gas
containing oxygen as a constituting element. In such op-
eration, the peak oxygen concentration is preferably
controlled within a range from 1 x 1018 to 1 x 1022 atoms/
cm3.
[0042] The carbon atom concentration can be control-
led so as to have a peak in the vicinity of the p/n inter-
face, by controlling an introduction amount of a gas con-
taining carbon as a constituting element. In such oper-
ation, the peak carbon concentration is preferably con-
trolled within a range from 1 x 1016 to 1 x 1020 atoms/
cm3.
[0043] In the present invention, oxygen and carbon
may be added in any other method, and the present in-
vention is not restricted by such method of addition.
[0044] In the present invention, the "vicinity of the p/
n interface" means a region within ±100 nm from the p/
n interface between the unit devices to the p-type layer
side and the n-type layer side (namely a region having
a thickness of 200 nm in total). A peak concentration
present within a range of ±10 nm is more preferred as
the effect of the present invention of improving the in-
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terfacial characteristics is more enhanced.
[0045] A distribution of the concentration can be a
symmetrical distribution, having a peak at the position
of the p/n interface (±0) and symmetrical to both sides,
or a distribution having a peak in the p-type layer or in
the n-type layer. A distribution having a peak of the con-
centration at a light entrance side of the interface is con-
sidered effective in improving the optical characteristics,
while a distribution having a peak in an opposite side to
the light entrance side is considered effective for pre-
venting diffusion of the impurity element, preventing a
damage by plasma and improving a film adhesion.
[0046] As explained in the foregoing, a particularly
large effect can be obtained by having a peak oxygen
concentration in the vicinity of the p/n interface and con-
trolling such peak oxygen concentration within a range
from 1 x 1018 to 1 x 1022 atoms/cm3. Also a particularly
large effect can be obtained by having a peak carbon
concentration in the vicinity of the p/n interface and con-
trolling such peak carbon concentration within a range
from 1 x 1016 to 1 x 1020 atoms/cm3 .
[0047] Thus, by controlling the oxygen concentration
and/or the carbon concentration under such conditions,
it is possible to effectively prevent diffusion of conduc-
tive type determining impurities in the p-type semicon-
ductor and the n-type semiconductor and to improve the
interfacial characteristics. Also the p-or n-conductive
type determining impurity, if present in an excessively
large amount, deteriorates the photoconductivity there-
by increasing the serial resistance, but an addition of
oxygen and/or carbon is considered to widen a control
latitude for the amount of such impurity and also to im-
prove the optical characteristics.
[0048] Furthermore, an addition of oxygen and/or car-
bon allows to form a highly resistant interface, less sus-
ceptible to a damage by plasma. It also relaxes a struc-
tural strain in the interface, thus improving the matching
at the interface, and the adhesion and stability of the
films.
[0049] In case the peak oxygen concentration is less
than 1 x 1018 atoms/cm3 and/or in case the peak carbon
concentration is less than 1 x 1016 atoms/cm3, the ef-
fects of the present invention may not be exhibited suf-
ficiently. On the other hand, in case the peak oxygen
concentration exceeds 1 x 1022 atoms/cm3 and/or in
case the peak carbon concentration exceeds 1 x 1020

atoms/cm3, the interfacial structure may become unsta-
ble, and there may result detrimental effects on the elec-
trical and optical characteristics.
[0050] In the following, there will be shown examples
of the present invention, but the present invention is not
limited by such examples.

(Example 1)

[0051] A solar cell of the present invention having tri-
ple cells as three unit devices was produced using a
CVD film forming apparatus shown in Fig. 6. In Fig. 6,

there are shown a reaction chamber 600, a substrate
101, an anode 602, a cathode 603, a substrate heater
604, a grounding terminal 605, a matching box 606, a
RF power source 607, an exhaust pipe 608, a vacuum
pump 609, a film-forming-gas introduction pipe 610,
valves 620, 630, 640, 650, 660, 670, 680, 622, 632, 642,
652, 662, 672 and 682, and mass flow controllers 621,
631, 641, 651, 661, 671 and 681.
[0052] At first, a stainless steel (SUS 304) substrate
101 of a size of 5 3 cm with a surface mirror-polished
to 0.05 µm Rmax was charged in an unrepresented
sputtering apparatus. After the interior of the apparatus
was evacuated to 10-5 Pa or less, Ar gas was introduced
and set to an internal pressure of 0.6 Pa, and a sputter-
ing was executed with an Ag target by generating a DC
plasma discharge with a power of 200 W, thereby de-
positing Ag in a thickness of about 500 nm.
[0053] Then a sputtering was conducted by changing
the target to ZnO but employing the same internal pres-
sure and electric power, thereby depositing ZnO in a
thickness of about 500 nm.
[0054] After the formation of a lower electrode 102 in
the foregoing steps, the substrate 101 was taken out
and was mounted on the cathode 603 in the reaction
chamber 600, and the interior thereof was sufficiently
evacuated by the vacuum pump 609 to a vacuum level
of 10-4 Pa measured with an unrepresented ion gauge.
[0055] Then the substrate 101 was heated to 300°C
by the substrate heater 604. After the substrate temper-
ature became constant, the valves 620 and 622 were
opened and the mass flow controller 621 was so regu-
lated as to introduce SiH4 gas at a flow rate of 30 sccm,
from an unrepresented SiH4 container into the reaction
chamber 600 through the gas introduction pipe 610.
[0056] In the foregoing, the unit "sccm" indicates a
unit of flow rate, wherein 1 sccm = 1 cm3/min (in a normal
state), and the flow rate is hereinafter represented in the
unit of sccm.
[0057] Similarly the valves 640 and 642 were opened
and the mass flow controller 641 was so regulated as to
introduce H2 gas at a flow rate of 300 sccm, and the
valves 650 and 652 were opened and the mass flow
controller 651 was so regulated as to introduce PH3 gas
diluted to 5 % with H2 gas at a flow rate of 10 sccm.
[0058] After the internal pressure of the reaction
chamber 600 was regulated to 200 Pa, an electric power
of 10 W was supplied from the RF power source 607
through the matching box 606, thereby generating a
plasma discharge and depositing an n-type amorphous
silicon layer 103 in a thickness of 40 nm.
[0059] After the termination of the gas supply, the in-
terior of the reaction chamber 600 was again evacuated
to a vacuum level of 10-4 Pa or lower, and the valves
620, 622, 630, 632, 640 and 642 were opened to intro-
duce SiH4 gas at a flow rate of 30 sccm, H2 gas at a flow
rate of 300 sccm and GeH4 gas at a flow rate of 5.0 sccm
into the reaction chamber 600. Then an electric power
of 20 W was supplied from the RF power source 607,
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thereby generating a plasma discharge and depositing
an i-type amorphous silicon germanium layer 104 in a
thickness of about 180 nm.
[0060] Then, by setting the mass flow controllers at a
flow rate of 0 sccm and closing the valves 620, 622, 630,
632, 640 and 642, the flow rates of SiH4, H2 and GeH4
gases were instantaneously shut down to 0 sccm. Also
the RF power was turned off to 0 W to terminate the
plasma discharge after the termination of the gas sup-
ply, the interior of the reaction chamber 600 was evac-
uated to a vacuum level of 10-4 or less, and the valves
620, 622, 640, 642, 660 and 662 were opened to intro-
duce SiH4 gas at a flow rate of 1 sccm, H2 gas at a flow
rate of 300 sccm and BF3 gas diluted to 5 % with H2 gas
at a flow rate of 10 sccm into the reaction chamber 600.
[0061] Then an electric power of 20 W was supplied
from the RF power source 607, thereby generating a
plasma discharge to deposit a p-type layer 105 in a
thickness of 10 nm, thereby obtaining a bottom layer
114. This p-type layer was confirmed to be constituted
by microcrystals of a grain size of 2 to 10 nm, by a sam-
ple prepared on a glass substrate under the same con-
ditions in a cross-sectional observation under a trans-
mission electron microscope (TEM).
[0062] Then an n-type layer 106 was deposited in the
same manner as in the formation of the aforementioned
n-type 103, and an i-type layer 107 was deposited with
a thickness of 100 nm, in the same manner as in the
formation of the aforementioned i-type layer 104 except
that the flow rate of GeH4 gas was changed to 2.5 sccm.
[0063] Then a p-type layer 108 was deposited in the
same manner as in the formation of the aforementioned
p-type layer 105, but, in the course of film deposition,
the valves 670 and 672 were opened and O2 gas was
introduced under such control of the mass flow control-
ler 671 that the oxygen concentration gradually in-
creased toward an interface with an n-type layer 109 to
be formed next, thereby completing a middle layer 115.
[0064] Then, at the deposition of an n-type layer 109,
O2 gas was introduced by opening the valves 670 and
672 and regulating the mass flow controller 671. The
flow rate of O2 gas was so controlled that the oxygen
concentration became continuous with that in the middle
p-type layer 108, also had a peak in the vicinity of the
interface and gradually decreased thereafter.
[0065] Then, SiH4 gas at a flow rate of 30 sccm and
H2 gas at a flow rate of 300 sccm were introduced, and
an electric power of 20 W was applied to deposit an i-
type amorphous silicon layer 110 in a thickness of 70
nm, and a p-type layer 111 was deposited to complete
a top layer 116.
[0066] Then, after cooling, the substrate bearing the
formed semiconductor layers was taken out from the re-
action chamber 600 and placed in an unrepresented re-
sistance-heated evaporation apparatus. After the interi-
or of the apparatus was evacuated to 10-5 Pa or less,
oxygen gas was introduced and set to an internal pres-
sure of 50 Pa, and an In-Sn alloy was evaporated by

resistance heating, thereby depositing a transparent
conductive film (ITO film (indium tin oxide film)) serving
as an upper electrode 112 and also having an antireflec-
tive function.
[0067] After the evaporation, the substrate was taken
out, then separated into sub cells of a size of 1 cm x 1
cm in an unrepresented dry etching apparatus, and in
another evaporation apparatus, an aluminum collecting
electrode 113 was formed thereon by electron beam
evaporation. A solar cell thus obtained is indicated as
Sample No. 1-1.
[0068] Also, Samples Nos. 1-2, 1-3, 1-4 and 1-5 were
produced in the same manner as explained in the fore-
going, except that the O2 gas flow rate was changed in
the middle p-type layer 108 and in the top n-type layer
109.
[0069] Fig. 2 shows a distribution of oxygen concen-
tration in the film thickness direction of these samples,
particularly in the vicinity of the interface between the
top n-type layer and the middle p-type layer. A SIMS
measurement was used for determining the oxygen
concentration, and confirmed that the oxygen atom con-
centration had a peak value at a side of the top n-type
layer in the vicinity of the n/p interface.
[0070] Also each sample was irradiated in a solar sim-
ulator with a light of solar spectrum of AM-1.5, with an
intensity of 100 mW/cm2, to obtain a voltage-current
curve thereby determining an initial conversion efficien-
cy of the solar cell. Obtained results are shown in Fig. 3.
[0071] Fig. 3 shows an initial conversion efficiency η
as a function of a peak oxygen concentration in the top
n-type layer in each sample, in the abscissa. The initial
conversion efficiency η is represented in a normalized
value, taking the initial conversion efficiency of the sam-
ple 1-2 as 1.
[0072] A lower limit of the initial conversion efficiency,
preferred for the practical performance and the reliability
of the solar cell, is defined as 0.95 in the above-de-
scribed normalized value. It will be seen that an initial
conversion efficiency equal to or higher than such lower
limit can be obtained under the condition that a peak
oxygen concentration in the vicinity of the p/n interface
is within a range from 1 x 1018 to 1 x 1022 atoms/cm3

.

(Example 2)

[0073] The film-forming apparatus shown in Fig. 6
was used to produce a triple cell in the same manner as
in Example 1, except that O2 gas used for forming the
middle p-type layer and the top n-type layer was
changed to CH4 gas. More specifically, CH4 gas was
supplied by opening the valves 680 and 682 and regu-
lating the mass flow controller 681, and Samples Nos.
2-1, 2-2, 2-3, 2-4 and 2-5 were produced by varying the
flow rate.
[0074] Fig. 4 shows a distribution of carbon concen-
tration in the film thickness direction of these samples,
particularly in the vicinity of the interface between the
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top n-type layer and the middle p-type layer. A SIMS
measurement was used for determining the carbon con-
centration, and confirmed that the carbon atom concen-
tration had a peak value at a side of the middle p-type
layer in the vicinity of the p/n interface.
[0075] Also each sample was subjected to a meas-
urement an initial conversion efficiency as in Example
1, and obtained results are shown in Fig. 5.
[0076] Fig. 5 shows an initial conversion efficiency η
as a function of a peak carbon concentration in the mid-
dle p-type layer in each sample, in the abscissa. The
initial conversion efficiency η is represented in a normal-
ized value, taking the initial conversion efficiency of
Sample No. 2-2 as 1.
[0077] As in Example 1, a lower limit of the initial con-
version efficiency, preferred for the practical perform-
ance and the reliability of the solar cell, is defined as
0.95 in the above-described normalized value. It will be
seen that an initial conversion efficiency equal to or high-
er than such lower limit can be obtained under the con-
dition that a peak carbon concentration in the vicinity of
the p/n interface is within a range from 1 x 1016 to 1 x
1020 atoms/cm3.

(Example 3)

[0078] The film-forming apparatus shown in Fig. 6
was used to produce a triple cell in the same manner as
in Example 1. In this example, however, O2 gas and CH4
gas were simultaneously supplied for the middle p-type
layer and the top n-type layer. More specifically, O2 gas
and CH4 gas were supplied by opening the valves 670,
672, 680 and 682 and regulating the mass flow control-
lers 671 and 681, and samples were produced by vary-
ing the flow rate. In this operation, the samples were
produced in such a manner that the peak oxygen con-
centration and the peak carbon concentration were
present at the side of the middle p-type layer in the vi-
cinity of the p/n interface, and there was investigated
the relationship between the peak oxygen concentra-
tion, the peak carbon concentration and the initial con-
version efficiency as in Examples 1 and 2. As a result,
there were obtained results similar to those in Examples
1 and 2, and it was confirmed that optimum values for
the peak oxygen concentration and the peak carbon
concentration in the vicinity of the p/n interface were the
same as those in Examples 1 and 2.

(Example 4)

[0079] The film-forming apparatus shown in Fig. 6
was used to produce a triple cell in the same manner as
in Example 1. In present example, however, samples
were produced in such a manner that the peak oxygen
concentration was present at the side of the middle p-
type layer in the vicinity of the interface between the mid-
dle p-type layer and the top n-type layer, and there was
investigated the relationship between the peak oxygen

concentration and the initial conversion efficiency with
changing the oxygen concentration as in Example 1. As
a result, there were obtained results similar to those in
Example 1, and it was confirmed that an optimum value
for the peak oxygen concentration in the vicinity of the
p/n interface was similar to that in Example 1.
[0080] As explained in the foregoing, preferred exam-
ples of the present invention provide following effects.
[0081] Production of a photovoltaic device under the
aforementioned conditions allows to effectively prevent
diffusion of conductive type determining impurities in the
p-type semiconductor and/or the n-type semiconductor
and to improve the interfacial characteristics. Also, even
if the p- or n-conductive type determining impurity is
present in an excessive amount, though it deteriorates
the photoconductive rate thereby increasing the serial
resistance, an addition of oxygen and/or carbon allow
to widen a control latitude for the amount of such impu-
rity and also to improve the optical characteristics.
[0082] Furthermore, an addition of oxygen and/or car-
bon allows to form a highly resistant interface, less sus-
ceptible to a damage by plasma. It also relaxes a struc-
tural strain in the interface, thus improving the matching
at the interface, and the adhesion and stability of the
films.
[0083] Such improvement in the interfacial character-
istics provides a photovoltaic device of a high photoe-
lectric conversion efficiency, and further a photovoltaic
device showing an excellent interfacial matching and a
high structural stability (film adhesion).
[0084] The present invention provides a photovoltaic
device including a plurality of unit devices stacked, each
unit device consisting of a silicon-based non-single-
crystal semiconductor material and having a pn or pin
structure, in which an oxygen atom concentration and/
or a carbon atom concentration have maximum peaks
in the vicinity of a p/n interface between the plurality of
unit devices, thereby stabilizing the p/n interface and im-
proving the interfacial characteristics and the film adhe-
sion to attain a high photoelectric conversion efficiency
of the photovoltaic device.

Claims

1. A photovoltaic device comprising a plurality of unit
devices stacked, each unit device comprising a sil-
icon-based non-single-crystal semiconductor ma-
terial and having a pn or pin structure, wherein an
oxygen atom concentration has a maximum peak
in a vicinity of a p/n interface between the plurality
of unit devices.

2. A photovoltaic device according to claim 1, wherein
a concentration at the peak of the oxygen atom con-
centration (peak oxygen concentration) is within a
range from 1 x 1018 atoms/cm3 to 1 x 1022 atoms/
cm3.
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3. A photovoltaic device comprising a plurality of unit
devices stacked, each unit device comprising a sil-
icon-based non-single-crystal semiconductor ma-
terial and having a pn or pin structure, wherein a
carbon atom concentration has a maximum peak in
a vicinity of a p/n interface between the plurality of
unit devices.

4. A photovoltaic device according to claim 3, wherein
a concentration at the peak of the carbon atom con-
centration (peak carbon concentration) is within a
range from 1 x 1016 atoms/cm3 to 1 x 1020 atoms/
cm3.

5. A photovoltaic device comprising a plurality of unit
devices stacked, each unit device comprising a sil-
icon-based non-single-crystal semiconductor ma-
terial and having a pn or pin structure, wherein an
oxygen atom concentration and a carbon atom con-
centration have maximum peaks in a vicinity of a p/
n interface between the plurality of unit devices.

6. A photovoltaic device according to claim 5, wherein
a concentration at the peak of the oxygen atom con-
centration (peak oxygen concentration) is within a
range from 1 x 1018 atoms/cm3 to 1 x 1022 atoms/
cm3, and a concentration at the peak of the carbon
atom concentration (peak carbon concentration) is
within a range from 1 x 1016 atoms/cm3 to 1 x 1020

atoms/cm3.
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