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Description

TECHNICAL FIELD

[0001] The present invention generally relates to sem-
iconductor devices and a fabrication process thereof.
More particularly, the present invention relates to a meth-
od of forming an insulation film and fabrication process
of a non-volatile semiconductor memory device capable
of rewriting information electrically, including a flash
memory device.
[0002] There are various volatile memory devices such
as DRAMs and SRAMs. Further, there are non-volatile
memory devices such as a mask ROM, PROM, EPROM,
EEPROM, and the like. Particularly, a flash memory de-
vice is an EEPROM having a single transistor for one
memory cell and has an advantageous feature of small
cell size, large storage capacity and low power consump-
tion. Thus, intensive efforts are being made on the im-
provement of flash memory devices. In order that a flash
memory device can be used stably over a long interval
of time with low voltage, it is essential to use a uniform
insulation film having high film quality.
[0003] Further, high-quality insulation film, character-
ized by uniform film quality and low leakage current, is
important not only in a flash memory device but also in
other various semiconductor devices that uses a capac-
itor, including a ferroelectric semiconductor memory de-
vice that uses a ferroelectric film. Further, a high-dielec-
tric film of uniform film quality characterized by small leak-
age current is important as a gate insulation film of a high-
speed semiconductor device having a gate length of
0.1Pm or less.

BACKGROUND ART

[0004] First, the construction of a conventional flash
memory device will be explained with reference to FIG.
1 showing the concept of a generally used flash memory
device having a so-called stacked gate structure.
[0005] Referring to FIG.1, the flash memory device is
constructed on a silicon substrate 1700 and includes a
source region 1701 and a drain region 1702 formed in
the silicon substrate 1700, a tunneling gate oxide film
1703 formed on the silicon substrate 1700 between the
source region 1701 and the drain region 1702, and a
floating gate 1704 formed on the tunneling gate oxide
film 1703, wherein there is formed a consecutive stacking
of a silicon oxide film 1705, a silicon nitride film 1706 and
a silicon oxide film 1707 on the floating gate 1704, and
a control gate 1708 is formed further on the silicon oxide
film 1707. Thus, the flash memory of such a stacked
structure includes a stacked structure in which the float-
ing gate 1704 and the control gate 1708 sandwich an
insulating structure formed of the insulation films 1705,
1706 and 1707 therebetween.
[0006] The insulating structure provided between the
floating gate 1704 and the control gate 1705 is generally

formed to have a so-called ONO structure in which the
nitride film 1706 is sandwiched by the oxide films 1705
and 1707 for suppressing the leakage current between
the floating gate 1704 and the control gate 1705. In an
ordinary flash memory device, the tunneling gate oxide
film 1703 and the silicon oxide film 1705 are formed by
a thermal oxidation process, while the silicon nitride film
1706 and the silicon oxide film 1707 are formed by a CVD
process. The silicon oxide film 1705 may be formed by
a CVD process. The tunneling gate oxide film 1703 has
a thickness of about 8nm, while the insulation films 1705,
1706 and 1707 are formed to have a total thickness of
about 15 nm in terms of oxide equivalent thickness. Fur-
ther, a low-voltage transistor having a gate oxide film of
3 - 7 nm in thickness and a high-voltage transistor having
a gate oxide film of 15 - 30 nm in thickness are formed
on the same silicon in addition to the foregoing memory
cell.
[0007] In the flash memory cell having such a stacked
structure, a voltage of about 5 - 7V is applied for example
to the drain 1702 when writing information together with
a high voltage larger than 12V applied to the control gate
1708. By doing so, the channel hot electrons formed in
the vicinity of the drain region 1702 are accumulated in
the floating gate via the tunneling insulation film 1703.
When erasing the electrons thus accumulated, the drain
region 1702 is made floating and the control gate 1708
is grounded. Further, a high voltage larger than 12V is
applied to the source region 1701 for pulling out the elec-
trons accumulated in the floating gate 1704 to the source
region 1701.
[0008] Such a conventional flash memory device, on
the other hand, requires a high voltage at the time of
writing or erasing of information, while the use of such a
high voltage tends to cause a large substrate current.
The large substrate current, in turn, causes the problem
of deterioration of the tunneling insulation film and hence
the degradation of device performance. Further, the use
of such a high voltage limits the number of times rewriting
of information can be made in a flash memory device and
also causes the problem of erroneous erasing.
[0009] The reason a high voltage has been needed in
conventional flash memory devices is that the ONO film,
formed of the insulation films 1705, 1706 and 1707, has
a large thickness.
[0010] In the conventional art of film formation, there
has been a problem, when a high-temperature process
such as thermal oxidation process is used in the process
of forming an oxide film such as the insulation film 1705
on the floating gate 1704, in that the quality of the inter-
face between the polysilicon gate 1704 and the oxide film
tends to become poor due to the thermal budget effect,
etc. In order to avoid this problem, one may use a low
temperature process such as CVD process for forming
the oxide film. However, it has been difficult to form a
high-quality oxide film according to such a low-tempera-
ture process. Because of this reason, conventional flash
memory devices had to use a large thickness for the in-
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sulation films 1705, 1706 and 1707 so as to suppress
the leakage current.
[0011] However, the use of large thickness for the in-
sulation films 1705, 1706 and 1707 in these conventional
flash memory devices has caused the problem in that it
is necessary to use a large writing voltage and also a
large erasing voltage. As a result of using large writing
voltage and large erasing voltage, it has been necessary
to form the tunneling gate insulation film 1703 with large
thickness so as to endure the large voltage used. Thus,
there is a need of a high-quality insulation film that pro-
vides small leakage current even in the case the insula-
tion film has a small thickness, wherein the need of such
a high-quality insulation film is not limited to flash memory
devices but also in other various semiconductor devices.
[0012] EP 1 071 123 A1 discloses a film-forming proc-
ess of depositing gaseous molecules each composed of
plural atoms onto a substrate. In particular, this document
discloses the deposition of an oxide layer by introducing
atomic state oxygen and using a microwave cavity excit-
ing a plasma comprising Kr. In addition, this document
suggests that a similar process could be used to deposit
nitride by using atomic state nitrogen and the deposition
of oxygen nitride by combining oxygen and nitrogen in a
similar process.
JP 04 09 2423 A discloses a deposition of a silicon oxide
film on a wafer in a plasma atmosphere containing argon.
Thereafter, an oxygen plasma atmosphere is produced
and an oxidation treatment is executed to the surface of
the silicon oxide film. Instead of an oxygen plasma treat-
ment, the surface of the silicon oxide film may be irradi-
ated with an oxygen radical or ozone so as to execute
an oxidation treatment to its surface.

DISCLOSURE OF THE INVENTION

[0013] Accordingly, it is a general object of the present
invention to provide a novel and useful method of forming
a dielectric film wherein the foregoing problems are elim-
inated. This object is met by a method of claim 1. Further
preferred embodiments are defined in the dependent
claims.
Another and more specific object of the present invention
is to provide a method of forming a high-quality nitride
film or oxynitride film in which reduction of film thickness
is possible without causing substantial leakage current.
Also described herein is a method of forming an oxide
film, which does not form part of the present invention,
characterized by the steps of:

forming an oxide film on a substrate; and
modifying a film quality of said oxide film formed on
said substrate by exposing said oxide film to atomic
state oxygen O*.

[0014] Herein, the atomic state oxygen O* penetrate
easily into the oxide film formed on the substrate and
terminate dangling bonds or weak bonds in the oxide

film. As a result, an SiO2 film formed by a process such
as a CVD process can have a quality similar to that of a
thermal oxide film as a result of exposure to the atomic
state oxygen O*. Thus, the oxide film formed according
to the present invention has various advantageous fea-
tures such as small number of surface states, having a
composition substantially identical with a stoichiometric
composition, small leakage current, and the like. It should
be noted that the atomic state oxygen O* can be formed
efficiently by microwave excitation of a mixed gas of Kr
and oxygen.
[0015] Another object of the present invention is to pro-
vide a method of forming a nitride film that enables im-
provement of existing nitride film quality.
[0016] Another object of the present invention is to pro-
vide a method of forming a nitride film, characterized by
the steps of:

forming a nitride film on a substrate; and
modifying a film quality of said nitride film formed on
said substrate by exposing hydrogen nitride radicals
NH*.

[0017] According to the present invention, the hydro-
gen nitride radicals NH* penetrate easily into the nitride
film formed on the substrate and compensates for defects
in the nitride film. As a result, the nitride film has a near-
stoichiometric composition of Si3N4 after the processing,
and is characterized by small number of surface states
and small leakage current. Further, there occurs relaxa-
tion of stress in the silicon nitride film thus processed. It
should be noted that the hydrogen nitride radicals NH*
are formed efficiently by microwave excitation of a mixed
gas of Kr and oxygen.
[0018] Further described herein is a method of forming
an oxide film on a substrate, which does not form part of
the present invention, by depositing the oxide film on the
substrate by a CVD process, while simultaneously
processing the deposited oxide film by atomic state ox-
ygen formed in plasma.
[0019] Also described herein is a method of forming
an oxide film, which does not form part of the present
invention, characterized by the steps of:

forming plasma in a processing chamber by intro-
ducing an inert gas of Kr or Ar and an oxygen gas
into said processing chamber and causing micro-
wave excitation therein;
causing a deposition of an oxide film on a substrate
in said processing chamber by introducing a
processing gas into said processing chamber and
by causing activation of said processing gas by said
plasma,
said oxide film being processed by atomic state ox-
ygen O* formed in said plasma simultaneously to
deposition.

[0020] Another object of the present invention is to pro-
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vide a method of forming a nitride film on a substrate by
depositing the nitride film on the substrate by a CVD proc-
ess, while simultaneously processing the nitride film thus
deposited by hydrogen nitride radicals formed in plasma.
[0021] Another object of the present invention is to pro-
vide a method of forming a nitride film characterized by
the steps of:

forming plasma in a processing chamber by intro-
ducing thereto an inert gas of Kr or Ar and a gas
containing nitrogen and hydrogen and causing mi-
crowave excitation therein; and depositing a nitride
film on a substrate in
said processing chamber by introducing a process-
ing gas into said processing chamber and by causing
activation of said processing gas by said plasma,
said silicon nitride film being processed by hydrogen
nitride radicals NH* in said plasma simultaneously
to deposition.

[0022] Another object of the present invention is to pro-
vide a method of forming an oxynitride film on a substrate
by depositing the oxynitride film on the substrate by a
CVD process, while simultaneously processing the ox-
ynitride film thus deposited by atomic state oxygen and
hydrogen nitride radicals formed in plasma.
[0023] Another object of the present invention is to pro-
vide a method of forming an oxynitride film, characterized
by the steps of:

forming plasma in a processing chamber by intro-
ducing an inert gas of Kr or Ar, an oxygen gas, and
a gas containing nitrogen and hydrogen into said
processing chamber and causing microwave excita-
tion therein;
depositing an oxynitride film on a substrate by intro-
ducing a processing gas into said processing cham-
ber and by causing activation of said processing gas
by said plasma,
said oxynitride film being processed by atomic state
oxygen and hydrogen nitride radicals formed in said
plasma simultaneously to deposition.

[0024] Also described herein is a method of forming
an oxide film on a substrate, which does not form part of
the present invention, by depositing the oxide film on the
substrate by a sputtering process, while simultaneously
processing the oxide film thus deposited by atomic state
oxygen formed in plasma.
[0025] Also described herein is a method of sputtering
an oxide film, characterized by the steps of:

depositing an oxide film on a substrate in a process-
ing chamber by a sputtering of a target;
forming plasma in said processing chamber by caus-
ing microwave excitation of an inert gas of Kr or Ar
and an oxygen gas; and
processing said oxide film by atomic state oxygen

O* formed in said plasma.

[0026] Another object of the present invention is to pro-
vide a method of forming a nitride film on a substrate by
depositing the nitride film by a sputtering process, while
simultaneously processing the deposited nitride film by
hydrogen nitride radicals formed in plasma.
[0027] Also described herein is a sputtering method of
an oxide film, characterized by the steps of:

depositing a nitride film on a substrate in a process-
ing chamber by a sputtering of a target;
forming plasma in said processing chamber by mi-
crowave excitation of an inert gas of Kr or Ar and a
gas containing nitrogen and hydrogen; and
processing said nitride film by hydrogen nitride rad-
icals formed in said plasma.

[0028] Another object of the present invention is to pro-
vide a method of forming an oxynitride film on a substrate
by depositing the oxynitride film on the substrate by a
sputtering process, while simultaneously processing the
oxynitride film thus deposited by atomic state oxygen and
hydrogen nitride radicals formed in plasma.
[0029] Another object of the present invention is to pro-
vide a sputtering method of an oxynitride film, character-
ized by the steps of:

depositing an oxynitride film on a substrate by a sput-
tering of a target;
forming plasma in said processing chamber by mi-
crowave excitation of an inert gas of Kr or Ar, an
oxygen gas, and a gas containing nitrogen and hy-
drogen; and
processing said oxynitride film by atomic state oxy-
gen O* and hydrogen nitride radicals NH* formed in
said plasma.

[0030] Another object of the present invention is to pro-
vide a gate insulation film on a substrate by stacking a
nitride film and a high-dielectric film.
[0031] Another object of the present invention is to pro-
vide a method of forming a gate insulation film on a sub-
strate, characterized by the steps of:

forming a nitride film on a surface of a substrate;
processing said nitride film by hydrogen nitride rad-
icals NH*;
depositing a high-dielectric film on said processed
nitride film; and
forming a nitride film by processing a surface of said
high-dielectric film by hydrogen nitride radicals NH*.

[0032] Another object of the present invention is to pro-
vide a method of forming a gate insulation film on a sub-
strate, characterized by the steps of:

forming an oxynitride film on a substrate;
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processing said oxynitride film by hydrogen nitride
radicals NH* and atomic state oxygen O*;
depositing a high-dielectric film on said processed
oxynitride film; and forming a nitride film by process-
ing a surface of said high-dielectric film by hydrogen
nitride radicals NH*.

[0033] Other objects and further features of the present
invention will become apparent from the following de-
tailed description when read in conjunction with the at-
tached drawings.

BRIEF DESCRIPTION OF THE DRAWINGS

[0034]

FIG.1 is a cross-sectional diagram showing a sche-
matic cross-section of a conventional flash memory
device;
FIG.2 is a diagram showing the concept of the plas-
ma apparatus that uses a radial line slot antenna;
FIG.3 is a diagram showing the relationship between
a thickness and a gas pressure in a processing
chamber for an oxide film formed according to a first
embodiment;
FIG.4 is a diagram showing the relationship between
the thickness and duration of oxidation for the oxide
film formed according to the first embodiment;
FIG.5 is a diagram showing the depth profile of Kr
density in the silicon oxide film according to the first
embodiment;
FIG.6 is a diagram showing the surface state density
in the silicon oxide film according to the first embod-
iment;
FIG.7 is a diagram showing the relationship between
the surface state density and the breakdown voltage
for the silicon oxide film according to the first embod-
iment;
FIGS.8A and 8B are diagrams showing the relation-
ship between the surface state density and break
down voltage of the silicon oxide film obtained ac-
cording to the first embodiment and the total pres-
sure of the processing chamber;
FIG.9 is a diagram showing the dependence of film
thickness on the total pressure used in the process-
ing chamber for a nitride film formed according to a
second embodiment, which is an embodiment of the
present invention;
FIG.10 is a diagram showing the current-voltage
characteristic of the silicon nitride film according to
the second embodiment
FIGS.11A and 11B are diagrams showing the oxi-
dation process, nitriding process and oxynitriding
process of a polysilicon film according to a third em-
bodiment
FIGS.12A and 12B are diagrams showing the mod-
ification process of a CVD oxide film according to a
fourth embodiment;

FIG.13 is a diagram showing the effect of the mod-
ification process of the CVD oxide film;
FIGS.14A and 14B are diagrams showing the mod-
ification process of a high-dielectric film according
to a fifth embodiment;
FIGS.15A and 15B are diagrams showing the mod-
ification process of a ferroelectric film according to
a sixth embodiment;
FIGS.16A and 16B are diagrams showing the mod-
ification of a low-dielectric insulation film according
to a seventh embodiment
FIGS.17A - 17E are diagrams showing the modifi-
cation process of a nitride film according to an eighth
embodiment which is an embodiment of the present
invention;
FIG.18 is a diagram showing the deposition process
of an oxide film that is conducted simultaneously to
a modification process according to a ninth embod-
iment;
FIG.19 is a diagram showing the sputtering process
of a high-dielectric film that is conducted simultane-
ously to a modification process according to a tenth
embodiment;
FIG.20 is a diagram showing the cross-section of a
flash memory device according to an eleventh em-
bodiment;
FIGS.21 - 24 are diagrams showing the fabrication
process of a flash memory device according to a
twelfth embodiment;
FIG.25 is a diagram showing the cross-section of a
flash memory device according to a thirteenth em-
bodiment; and
FIG.26 is a diagram showing the cross-section of a
flash memory device according to a fourteenth em-
bodiment.

BEST MODE FOR IMPLEMENTING THE INVENTION

[0035] Hereinafter, embodiments will be described.

[FIRST EMBODIMENT]

[0036] First, low temperature oxide film formation us-
ing plasma will be described.
[0037] FIG.2 is a cross-sectional diagram showing the
construction of an exemplary microwave plasma
processing apparatus used in the present invention for
realizing the oxidation process, wherein the microwave
plasma processing apparatus uses a radial line slot an-
tenna (see WO98/33362). The novel feature of the
present embodiment is to use Kr as the plasma excitation
gas at the time of forming the oxide film.
[0038] Referring to FIG.2, the microwave plasma
processing apparatus includes a vacuum vessel
(processing chamber) 101 accommodating therein a
stage 104 on which a substrate 103 to be processed is
supported. The processing chamber 101 is evacuated to
a vacuum state, and a Kr gas and an O2 gas are intro-
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duced from a shower plate 102 formed at a part of the
wall of the processing chamber 101 such the pressure
inside the processing chamber is set to about 1 Torr.
Further, a disk-shaped substrate such as a silicon wafer
is placed on the stage 104 as the foregoing substrate
103. The stage 104 includes a heating mechanism, and
the temperature of the substrate 103 is set to about
400°C. It is preferable to set the temperature in the range
of 200 - 550°C. As long as the temperature is set in this
range, a similar result is obtained.
[0039] Next, a microwave of 2.45 GHz is supplied from
an external microwave source via a coaxial waveguide
105 connected thereto, wherein the microwave thus sup-
plied is radiated into the processing chamber 101 by the
radial line slot antenna 106 through a dielectric plate 107.
As a result, there is formed high-density plasma in the
processing chamber 101. As long as the frequency of
the microwave is in the range of 900 MHz or more but
not exceeding 10 GHz, a similar result is obtained as
described below. In the illustrated example, the distance
between the shower plate 102 and the substrate 103 is
set to about 6cm. Narrower the distance, faster the film
forming process.
[0040] In the microwave plasma processing apparatus
of FIG.2, it becomes possible to realize a plasma density
exceeding 1 x 1012cm-3 at the surface of the substrate
103. Further, the high-density plasma thus formed by mi-
crowave excitation has a low electron temperature, and
a plasma potential of 10 V or less is realized at the surface
of the substrate 103. Thus, the problem of the substrate
103 being damaged by the plasma is positively eliminat-
ed. Further, there occurs no problem of contamination of
the substrate 103 because of the absence of plasma
sputtering in the processing chamber 101. Because of
the fact that the plasma processing is conducted in a
narrow space between the shower plate 102 and the sub-
strate 103, the product material of the reaction flows
quickly in the lateral direction to a large volume space
surrounding the stage 104 and is evacuated. Thereby, a
very uniform processing is realized.
[0041] In the high-density plasma in which an Kr gas
and an O2 gas are mixed, Kr* at the intermediate excita-
tion state cause collision with the O2 molecules and there
occurs efficient formation of atomic state oxygen O*, and
the atomic state oxygen O* thus formed cause oxidation
of the substrate surface. It should be noted that oxidation
of a silicon surface has conventionally been conducted
by using H2O or O2 molecules at very high process tem-
perature such as 800°C or more. In the case of using
atomic state oxygen, on the other hand, it becomes pos-
sible to carry out the oxidation process at a low temper-
ature of 550°C or less.
[0042] It should be noted that the modification process-
ing of oxide film of the present invention can be conducted
at a low temperature of 550°C or lower, and it becomes
possible to recover the oxygen defects without causing
hydrogen atoms terminating the dangling bonds in the
oxide film. This applies also to the case of formation of

a nitride film or an oxynitride film to be described later.
[0043] In order to increase the chance of collision be-
tween K* and O2, it is preferable to increase the pressure
in the processing chamber 101. On the other hand, the
use of too high pressure in the processing chamber in-
creases the chance that O* causing collision with another
O* and returning to the O2 molecule. Thus, there would
exist an optimum gas pressure.
[0044] FIG.3 shows the thickness of the oxide film for
the case in which the total pressure inside the processing
chamber 101 is changed while maintaining the Kr and
oxygen pressure ratio such that the proportion of Kr is
97% and the proportion of oxygen is 3%. In the experi-
ment of FIG.3, it should be noted that the silicon substrate
was held at 400°C and the oxidation was conducted over
the duration of 10 minutes.
[0045] Referring to FIG.3, it can be seen that the thick-
ness of the oxide film becomes maximum when the total
gas pressure in the processing chamber 101 is set to 1
Torr, indicating that the oxidation process becomes op-
timum under this pressure or in the vicinity of this pres-
sure. Further, it should be noted that this optimum pres-
sure remains the same in the case the silicon substrate
has the (100) oriented surface and also in the case the
silicon substrate has the (111) oriented surface.
[0046] FIG.4 shows the relationship between the thick-
ness of the oxide film and the duration of the oxidation
processing for the oxide film that is formed by oxidation
of the silicon substrate surface using the Kr/O2 high-den-
sity plasma. In FIG.4, the result for the case in which the
silicon substrate has the (100) oriented surface and the
result for the case in which the silicon substrate has the
(111) oriented surface are both represented. Further,
FIG.4 also represents the oxidation time dependence for
the case a conventional dry oxidation process at the tem-
perature of 900°C is employed.
[0047] Referring to FIG.4, it can be seen that the oxi-
dation rate caused by the Kr/O2 high-density plasma ox-
idation processing, conducted at the temperature of
400°C under the chamber pressure of 1 Torr, is larger
than the oxidation rate for a dry O2 process conducted
at 900°C under the atmospheric pressure.
[0048] In the case of conventional dry thermal oxida-
tion process at 900°C, it can be seen that the growth rate
of the oxidation film is larger when the oxide film is formed
on the (111) oriented silicon surface as compared with
the case of forming the oxide film on the (100) oriented
silicon surface. In the case in which the Kr/O2 high-den-
sity plasma oxidation process is used, on the other hand,
this relationship is reversed and the growth rate of the
oxide film on the (111) surface is smaller than the growth
rate of the oxide film on the (100) surface. In view of the
fact that silicon atoms are arranged with larger surface
density on the (111) oriented surface than on the (100)
oriented surface in a Si substrate, it is predicted that the
oxidation rate should be smaller on the (111) surface
than on the (100) surface as long as the supply rate of
the oxygen radicals is the same. The result of the fore-
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going oxidation process of the silicon substrate surface
is in good conformity with this prediction when the Kr/O2
high-density plasma is used for the oxidation process,
indicating that there is formed a dense oxide film similar
to the one formed on a (100) surface, also on the (111)
surface. In the conventional case, on the other hand, the
oxidation rate of the (111) surface is much larger than
the oxidation rate of the (100) surface. This indicates that
the oxide film formed on the (111) film would be sparse
in quality as compared with the oxide film formed on the
(100) surface.
[0049] FIG.5 shows the depth profile of the Kr density
inside the silicon oxide film that is formed according to
the foregoing process, wherein the depth profile FIG.5
was obtained by a total-reflection fluorescent X-ray spec-
trometer. In the experiment of FIG.5, the formation of the
silicon oxide film was conducted at the substrate temper-
ature of 400°C while setting the oxygen partial pressure
in the Kr gas to 3% and setting the pressure of the
processing chamber to 1 Torr (about 133 Pa).
[0050] Referring to FIG.5, it can be seen that the sur-
face density of Kr decreases toward the silicon/silicon
oxide interface, and a density of 2 x 1011cm-2 is observed
at the surface of the silicon oxide film. Thus, the result of
FIG.5 indicates that a substantially uniform Kr concen-
tration is realized in the silicon oxide film when the silicon
oxide film is formed by surface oxidation of a silicon sub-
strate while using the Kr/O2 high-density plasma, provid-
ed that the silicon oxide film has a thickness of 4nm or
more. It can be seen that the Kr concentration in the sil-
icon oxide film decreases toward the silicon/silicon oxide
surface. According to the method of silicon oxide forma-
tion of the present invention, Kr is incorporated in the
silicon oxide film with a surface density of 1010cm-2 or
more. The result of FIG.5 is obtained on the (100) surface
and also on the (111) surface.
[0051] FIG.6 shows the surface state density formed
in an oxide film, wherein the result of FIG.6 was obtained
by a low-frequency C-V measurement. The silicon oxide
film of FIG.6 was formed at the substrate temperature of
400°C while using the apparatus of FIG.2. In the exper-
iment, the oxygen partial pressure in the rare gas was
set to 3% and the pressure in the processing chamber
was set to 1 Torr (about 133 Pa). For the sake of com-
parison, the surface state density of a thermal oxide film
formed at 900°C in a 100% oxygen atmosphere is also
represented.
[0052] Referring to FIG.6, it can be seen that the sur-
face state density of the oxide film is small in both of the
cases in which the oxide film is formed on the (100) sur-
face and in which the oxide film is formed on the (111)
surface as long as the oxide film is formed while using
the Kr gas. The value of the surface state density thus
achieved is comparable with the surface state density of
a thermal oxide film that is formed on the (100) surface
in a dry oxidation atmosphere at 900°C. Contrary to the
foregoing, the thermal oxide film formed on the (111) sur-
face has a surface state density larger than the foregoing

surface state density by a factor of 10.
[0053] The mechanism of the foregoing results is
thought as follows.
[0054] Viewing the silicon crystal from the side of the
silicon oxide film, there appear two bonds for one silicon
atom when the silicon surface is the (100) surface. On
the other hand, there appear one bond and three bonds
alternately for one silicon atom when the silicon surface
is the (111) surface. Thus, when a conventional thermal
oxidation process is applied to a (111) surface, oxygen
atoms quickly cause bonding to all the foregoing three
bonds, leaving the remaining bond behind the silicon at-
om. Thereby, the remaining bond may extend and form
a weak bond or disconnected and form a dangling bond.
When this is the case, there inevitably occurs an increase
of surface state density.
[0055] When the high-density plasma oxidation is con-
ducted in the mixed gas of Kr and O2, Kr* of the interme-
diate excitation state cause collision with O2 molecules
and there occurs efficient formation of atomic state oxy-
gen O*, wherein the atomic state oxygen O* thus formed
easily reach the weak bond or dangling bond noted be-
fore and form a new silicon-oxygen bond. With this, it is
believed that the surface states are reduced also on the
(111) surface.
[0056] In the experiment for measuring the relationship
between the oxygen partial pressure in the Kr gas used
for the atmosphere during the formation of the silicon
oxide film and the breakdown voltage of the silicon insu-
lation film thus formed, and further in the experiment for
measuring the relationship between the oxygen partial
pressure in the Kr gas and the surface state density in
the silicon oxide film thus formed, it was confirmed that
a generally same result is obtained for the case in which
the silicon oxide film is formed on the (100) surface and
for the case in which the silicon oxide film is formed on
the (111) surface, and that the surface state density be-
comes minimum when the oxygen partial pressure in the
Kr gas is set to 3%, provided that the silicon oxide film is
formed by setting the pressure of the processing cham-
ber to 1 Torr (about 133Pa). Further, the breakdown volt-
age of the silicon oxide film becomes maximum when
the oxygen partial pressure is set to about 3%. From the
foregoing, it is derived that an oxygen partial pressure of
2 - 4% is preferable for conducting the oxidation process
by using the Kr/O2 mixed gas.
[0057] FIG.7 shows a relationship between the pres-
sure used for forming the silicon oxide film and the break-
down voltage of the silicon oxide film thus formed. Fur-
ther, FIG.7 shows the relationship between the pressure
and the surface state density of the silicon oxide film. In
FIG.7, it should be noted that the oxygen partial pressure
is set to 3%.
[0058] Referring to FIG.7, it can be seen that the break-
down voltage of the silicon oxide film becomes maximum
and the surface state density becomes minimum when
the pressure of about 1 Torr is used at the time of forming
the oxide film. From the result of FIG.7, it is concluded
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that the preferable pressure of forming an oxide film by
using a Kr/O2 mixed gas would be 800 - 1200 mTorr. The
result of FIG.7 is valid not only for the process on the
(100) surface but also for the process on the (111) sur-
face.
[0059] In addition to the foregoing, other various pref-
erable characteristics were obtained for the oxide film
formed by the oxidation of silicon substrate surface by
the Kr/O2 high-density plasma with regard to electronic
and reliability characteristics, including the breakdown
characteristic, the leakage characteristic, the hotcarrier
resistance, and the QBD (Charge-to-Breakdown) char-
acteristic, which represents the amount of electric charg-
es that leads a silicon oxide film to breakdown as a result
of application of a stress current, wherein the character-
istics thus obtained are comparable to those of the ther-
mal oxide film that is formed at 900°C
[0060] FIGS.8A and 8B show the leakage current in-
duced by a stress current for a silicon oxide film thus
obtained, in comparison with the case of a conventional
thermal oxide film. In FIGS.8A and 8B, the thermal oxide
film has a thickness of 3.2 nm.
[0061] Referring to FIGS.8A and 8B, it can be seen
that there occurs an increase of leakage current with in-
jection of electric charges into the conventional thermal
oxide film, while there occurs no such a change of electric
current in the plasma oxide film that is formed by using
the Kr/O2 plasma, even in the case electric charges of
100 C/cm2 are injected. Thus, the silicon oxide film of the
present invention has a very long lifetime and it takes a
very long time for a tunneling current to cause degrada-
tion in the oxide film. The oxide film of the present inven-
tion is thus most suitable for the tunneling oxide film of a
flash memory device.
[0062] As noted previously, the oxide film grown by the
Kr/O2 high-density plasma has a characteristic compa-
rable with, or superior to, the conventional high-temper-
ature thermal oxide film formed on the (100) surface, for
both of cases in which the oxide film is grown on the (100)
surface and the oxide film is grown on the (111) surface,
in spite of the fact that the oxide film is formed at a low
temperature of 400°C. It is noted that the existence of Kr
in the oxide film contributes also to this effect. More spe-
cifically, the existence of Kr in the oxide film causes re-
laxation of stress at the Si/SiO2 interface and decrease
of the electric charges in the film and the surface state
density, leading to remarkable improvement of electric
properties of the oxide film. Particularly, the existence of
Kr atoms with a density of 1010cm-2 as represented in
FIG.5 is believed to contribute to the improvement of elec-
tric properties and reliability properties of the silicon oxide
film.

[SECOND EMBODIMENT]

[0063] Next, the process of forming a nitride film at a
low temperature by using high-density microwave plas-
ma will be described.

[0064] In the formation of the nitride film, the same ap-
paratus as the one explained with reference to FIG.2 is
used, except that Ar or Kr is used for the plasma excitation
gas at the time of forming the nitride film.
[0065] Thus, the vacuum vessel (processing chamber)
101 is evacuated to a high vacuum state first, and the
pressure inside the processing chamber 101 is then set
to about 100 mTorr (about 13Pa) by introducing an Ar
gas and a NH3 gas via the shower plate 102, and the
like. Further, a disk-shaped substrate such as a silicon
wafer is placed on the stage 104 as the substrate 103
and the substrate temperature is set to about 500°C. As
long as the substrate temperature is in the range of 400
- 500°C, almost the same results are obtained.
[0066] Next, a microwave of 2.45 GHz is introduced
into the processing chamber from the coaxial waveguide
105 via the radial line slot antenna 106 and further
through the dielectric plate 107, and there is induced
high-density plasma in the processing chamber. It should
be noted that a similar result is obtained as long as a
microwave in the frequency of 900 MHz or more but not
exceeding 10 GHz is used. In the illustrated example,
the distance between the shower plate 102 and the sub-
strate 103 is set to 6 cm. Narrower the distance, faster
the film formation rate. While the present embodiment
shows the example of forming a film by using the plasma
apparatus that uses the radial line slot antenna, it is pos-
sible to use other method for introducing the microwave
into the processing chamber.
[0067] In the present embodiment, it should be noted
that an Ar gas is used for exciting plasma. However, a
similar result is obtained also when a Kr gas is used.
While the present embodiment uses NH3 for the plasma
process gas, it is also possible to use a mixed gas of N2
and H2 for this purpose.
[0068] In the high-density plasma excited in the mixed
gas of Ar or Kr and NH3 (or alternatively N2 and H2), there
are formed NH* radicals efficiently by Ar* or Kr* having
an intermediate excitation state, and the NH* radicals
thus formed cause the desired nitridation of the substrate
surface. Conventionally, there has been no report of di-
rect nitridation of silicon surface. Thus, a nitride film has
been formed by a plasma CVD process, and the like.
However, the nitride film thus formed by a conventional
plasma CVD process does not have the quality required
for a gate insulation film of a transistor. In the nitridation
of silicon according to the present embodiment, on the
other hand, it is possible to form a high-quality nitride film
at low temperature on any of the (100) surface and the
(111) surface, irrespective of the surface orientation of
the silicon substrate.
[0069] Meanwhile, it should be noted that existence of
hydrogen is an important factor when forming a silicon
nitride film. With the existence of hydrogen in plasma,
the dangling bonds existing in the silicon nitride film or
at the nitride film interface are terminated in the form of
Si-H bond or N-H bond, and the problem of electron trap-
ping within the silicon nitride film or on the silicon nitride
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interface is eliminated. The existence of the Si-H bond
and the N-H bond in the nitride film is confirmed in the
present invention by infrared absorption spectroscopy or
X-ray photoelectron spectroscopy. As a result of the ex-
istence of hydrogen, the hysteresis of the CV character-
istic is also eliminated. Further, it is possible to suppress
the surface state density of the silicon/silicon nitride in-
terface below 3 x 1010cm-2 by setting the substrate tem-
perature to 500°C or more. In the event the silicon nitride
film is formed by using an inert gas (Ar or Kr) and a mixed
gas of N2/H2, the number of the traps of electrons or holes
in the film decreases sharply by setting the partial pres-
sure of the hydrogen gas to 0.5% or more.
[0070] Further, it should be noted that modification
process of a nitride film of the present invention can be
conducted at a low temperature of 550°C or less. Thus,
there is caused no decoupling of hydrogen atoms termi-
nating the dangling bonds in the nitride film.
[0071] FIG.9 shows the pressure dependence of the
film thickness of the silicon nitride film thus formed ac-
cording to the foregoing process. In the illustrated exam-
ple, the ratio of the Ar gas to the NH3 gas is set to 98:2
in terms of partial pressure, and the film formation was
conducted over the duration of 30 minutes.
[0072] Referring to FIG.9, it can be seen that the
growth rate of the nitride film increases when the pressure
in the processing chamber 101 is reduced so as to in-
crease the energy given to NH3 (or N2/H2) from the inert
gas (Ar or Kr). From the viewpoint of efficiency of nitri-
dation, it is therefore preferable to use the gas pressure
of 50 - 100 mTorr (about 7 - 13 Pa). Further, it is preferable
to set the partial pressure of NH3 (or N2/H2) in the rare
gas atmosphere to 1 - 10%, more preferably to 2 - 6%.
[0073] It should be noted that the silicon nitride film of
the present embodiment has a dielectric constant of 7.9,
which is almost twice as large as that of a silicon oxide
film.
[0074] FIG.10 shows the current-voltage characteris-
tic of the silicon nitride film of the present embodiment.
It should be noted that the result of FIG.10 is obtained
for the case in which a silicon nitride film having a thick-
ness of 4.2 nm (2.1 nm in terms of oxide film equivalent
thickness) is formed by using a gas mixture of Ar/N2/H2
while setting the gas composition ratio, Ar:N2:H2, to 93:
5:2 in terms of partial pressure. In FIG.10, the result for
the foregoing nitride film is compared also with the case
of a thermal oxide film having a thickness of 2.1 nm.
[0075] Referring to FIG.10, it can be seen that there is
realized a very small leakage current, smaller than the
leakage current of a silicon oxide film by a factor of 104

or more, is obtained when a voltage of 1V is applied for
the measurement. This result indicates that the silicon
nitride film thus obtained can be used as the insulating
film that is provided between a floating gate electrode
and a control gate electrode of a flash memory device
for suppressing the leakage current flowing therebe-
tween.
[0076] It should be noted that the foregoing condition

of film formation, the property of the film, or the electric
characteristic of the film are obtained similarly on any of
the surfaces of the silicon crystal. In other words, the
same result is obtained on the (100) surface and also on
the (111) surface. According to the present invention,
therefore, it is possible to form a silicon nitride film of
excellent quality on any of the crystal surfaces of silicon.
It should be noted that the existence of the Si-H bond or
N-H bond in the film is not the only cause of the foregoing
advantageous effect of the present invention. The exist-
ence of Ar or Kr in the film contributes also to the foregoing
advantageous result. As a result of the existence of Ar
or Kr in the film, it should be noted that the stress within
the nitride film or the stress at the silicon/nitride film in-
terface is relaxed substantially, while this relaxation of
stress also contributes to the reduction of fixed electric
charges and the surface state density in the silicon nitride
film, which leads to the remarkable improvement of elec-
tric properties and reliability. Particularly, the existence
of Ar or Kr with the density of 1010cm-2 is thought as
contributing effectively to the improvement of electric
characteristics and reliability of the silicon nitride film, just
in the case of the silicon oxide film represented in FIG.5.

[THIRD EMBODIMENT]

[0077] The foregoing method of forming oxide film or
nitride film is applicable also to the oxidation or nitridation
of polysilicon. Thus, the present invention enables for-
mation of a high-quality oxide film or nitride film on poly-
silicon.
[0078] Hereinafter, the method of forming a dielectric
film on a polysilicon film according to a third embodiment
of the present invention will be described with reference
to FIGS.11A and 11B.
[0079] Referring to FIG.11A, a polysilicon film 203 is
deposited on a silicon substrate 201 covered by an insu-
lation film 202. By exposing the polysilicon film 203 to
the high-density mixed gas plasma of Kr or Ar and oxygen
in the processing vessel 101 of the microwave plasma
processing apparatus of FIG.2 in the step of FIG.11B, a
silicon oxide film 204 having a high film quality is obtained
on the surface of the polysilicon film 203, wherein the
silicon oxide film 204 thus formed is characterized by
small surface state density and small leakage current.
[0080] In the step of FIG.11B, it is also possible to form
a high-quality nitride film 205 on the surface of the poly-
silicon film 203 by exposing the polysilicon film 203 to
the high-density mixed gas plasma of Kr or Ar and NH3
or N2 and H2.
[0081] Further, it is possible, in the step of FIG.11B, to
form a high-quality oxynitride film 206 on the surface of
the polysilicon film 203, by exposing the polysilicon film
203 to the high-density mixed gas plasma of Kr or Ar and
oxygen and NH3 or N2 and H2.
[0082] It should be noted that a polysilicon film formed
on an insulation film tends to take a stable state in which
the (111) surface is oriented in the direction perpendic-
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ular to the insulation film. The polysilicon film having this
state is dense and provides good quality. On the other
hand, crystal grains of other crystal orientation may exist
also in the polysilicon film. According to the method of
forming an oxide film or a nitride film or an oxynitride film
of the present embodiment, it becomes possible to form
a high-quality oxide film, or a high-quality nitride film or
a high-quality oxynitride film, irrespective of the surface
orientation of silicon layer. Further, the method of forming
an oxide film or nitride film of the present embodiment
enables a film formation with generally the same growth
rate, irrespective of whether the polysilicon film formed
on an insulation film is doped with an impurity element
of P-type or an impurity element of N-type. Thus, the
process of FIGS.11A and 11B is most suitable for forming
a high quality thin oxide film or a nitride film or an oxyni-
tride film on a polysilicon film. It should be noted that the
polysilicon film may be the first polysilicon gate electrode
that constitutes the floating electrode of flash memory.
As the oxide film or nitride film or oxynitride film of the
present invention can be formed at a low temperature of
550°C or less, there arises no problem of rough surface
formation on the polysilicon surface.
[0083] Further, the modification process of oxynitride
film of the present embodiment can be conducted at a
low temperature of 550°C or less. Thus, there occurs no
decoupling of the hydrogen atoms terminating the dan-
gling bonds in the oxynitride film.

[FOURTH EMBODIMENT]

[0084] FIGS.12A and 12B show a modification (post-
anneal) process of a CVD-oxide film according to a fourth
embodiment of the present inventon.
[0085] Referring to FIG.12A, an SiO2 film 302 is de-
posited on a Si substrate 301 by a CVD process, wherein
the SiO2 film 302 thus deposited is exposed to plasma
of a mixed gas of Kr or Ar and oxygen in the step of FIG.
12B. Thereby, the atomic state oxygen O*, formed as a
result of the reaction taking place in the plasma between
K* or Ar* in the intermediate excitation state and O2, pen-
etrate into the SiO2 film 302 and causes a modification
of the SiO2 film 302.
[0086] In more detail, the foregoing atomic state oxy-
gen O* terminate the dangling bonds in the CVD-SiO2
film 302, and the CVD-SiO2 film 302 thus processed by
the post-annealing process of FIG.12B has a density and
structure similar to a thermal oxide film. Particularly, the
CVD-SiO2 film 302 has an ideal stoichiometric composi-
tion after the post annealing process of FIG.12B.
[0087] FIG.13 shows the relationship between the
etching rate and the etching depth of a CVD-SiO2 film
(NSG) film in the case a surface modification process is
applied by conducting the Kr/O2 plasma processing sim-
ilar to the one used in the first embodiment.
[0088] Referring to FIG.13, it can be seen that a very
large etching rate is obtained for an as-deposited CVD-
SiO2 film when compared with a thermal oxide film, while

it can also be seen that the etching rate is reduced in the
case the Kr/O2 plasma process is applied, up to the depth
of about 20 nm in correspondence to the initial 10 minutes
of the etching process, and a small etching rate compa-
rable with the etching rate of a thermal oxide film is ob-
tained. The foregoing result indicates that the atomic
state oxygen O* thus formed by the Kr/O2 process pen-
etrate into the CVD-SiO2 film and induce a densification
therein. Such a dense SiO2 film is characterized by the
advantageous features of reduced surface states and
reduced leakage current.
[0089] In the present embodiment, the plasma modifi-
cation process of the CVD-SiO2 film is most preferably
conducted by way of the Kr/O2 plasma processing in
which the efficiency of formation of the atomic state ox-
ygen O* is maximum. On the other hand, it is also possible
to conduct the plasma modification process by way of
the Ar/O2 plasma processing.

[FIFTH EMBODIMENT]

[0090] FIGS.14A and 14B show the post-anneal
processing of a high-dielectric film according to a fifth
embodiment of the present invention.
[0091] Referring to FIG.14A, an SiO2 interlayer insu-
lation film 402 is formed on the surface of an Si substrate
401 by way of a direct oxidation process that uses the
Kr/O2 plasma, and the like, wherein the SiO2 interlayer
insulation film 402 carries thereon a Pt electrode layer
403 via an intervening adherence layer of Ti, and the like,
not illustrated. On the Pt electrode layer 403, a high-di-
electric film 404 of Ta2O5 is deposited by a CVD process
that uses TaCl5 or Ta(OC2H5)5 as the source material.
In view of the fact that the Ta2O5 film 404 contains a large
amount of oxygen defects in the as-deposited state, the
Ta2O5 film 404 thus formed in the step of FIG.14A is
characterized by a large leakage current. Further, the
Ta2O5 film does not show the large specific dielectric
constant that is pertinent to the material.
[0092] The structure of FIG.14A thus formed is then
exposed to the Kr/O2 plasma in the high-density plasma
processing apparatus of FIG.2 in the step of FIG.14B
under the condition similar to that of the first embodiment.
[0093] In the step of FIG.14B, there are formed atomic
state oxygen efficiently in the plasma as a result of the
plasma processing, and the atomic state oxygen com-
pensate for the oxygen defects by penetrating into the
Ta2O5 film 404 efficiently. It should be noted that the
Ta2O5 film 404 has a thickness of several ten nanometers
at best, and the atomic state oxygen are introduced for
the entire thickness of the ferroelectric film 404.
[0094] In the present embodiment, it becomes possi-
ble to conduct the oxygen compensating process at a
low temperature of 550°C or less, by using the plasma
process of FIG.14B, and the need of conducting a high
temperature rapid thermal annealing (RTA) process in
an oxygen atmosphere is no longer necessary. Associ-
ated with this, the problem of modification of impurity dis-
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tribution profile in the active devices that are formed in
the Si substrate 401 is also eliminated.
[0095] The Ta2O5 film thus subjected to plasma
processing shows a large specific dielectric constant per-
tinent to a high-dielectric material. It should be noted that
the high-dielectric film 404 is not limited to the Ta2O5 film
but may be a ZrO2 film or a HfO2 film.
[0096] After the step of FIG.14B, an electrode layer of
Pt or a conductive oxide such as SrRuO3 is formed on
the Ta2O5 film 404, and there is formed a high-dielectric
capacitor.
[0097] In the present embodiment, it is also possible
to form the atomic state oxygen O* efficiently by using
an Ar/O2 plasma in place of the Kr/O2 plasma.

[SIXTH EMBODIMENT]

[0098] FIGS.15A and 15B show the post-annealing
process of a ferroelectric film according to a sixth em-
bodiment of the present invention.
[0099] Referring to FIG.15A, an SiO2 interlayer insu-
lation film 502 is formed on the surface of an Si substrate
501 by way of a direct oxidation process that uses the
Kr/O2 plasma, and the like, wherein the SiO2 interlayer
insulation film 502 carries thereon a Pt electrode layer
503 via an intervening adherence layer of Ti, and the like,
not illustrated. On the Pt electrode layer 503, a ferroe-
lectric film 504 of BST (BaSrTiO3) or SBT (SrBi2(Ta)2O9)
is deposited by a sol-gel process or sputtering process.
In view of the fact that the ferroelectric film 504 is amor-
phous in the as-deposited state, the ferroelectric film 504
thus formed in the step of FIG.15A does not show a large
switching electric charge QSW pertinent to a ferroelectric
film.
[0100] The structure of FIG.15A thus formed is then
exposed to the Kr/O2 plasma in the high-density plasma
processing apparatus of FIG.2 in the step of FIG.15B
under the condition similar to that of the first embodiment.
[0101] In the step of FIG.15B, there are formed atomic
state oxygen efficiently in the plasma as a result of the
plasma processing, and the atomic state oxygen thus
formed cause a crystallization and simultaneously com-
pensation of oxygen defects in the ferroelectric film 504,
by penetrating into the ferroelectric film 504 efficiently. It
should be noted that the ferroelectric film 504 has a thick-
ness of several ten nanometers at best, and the atomic
state oxygen are introduced for the entire thickness of
the ferroelectric film 504.
[0102] In the present embodiment, it becomes possi-
ble to conduct the oxygen compensating process at a
low temperature of 550°C or less by using the plasma
process of FIG.15B, and the need of conducting a high
temperature rapid thermal annealing (RTA) process in
an oxygen atmosphere is no longer necessary. Associ-
ated with this, the problem of modification of impurity dis-
tribution profile in the active devices that are formed in
the Si substrate 501 is also eliminated.
[0103] The ferroelectric film 504 thus subjected to plas-

ma processing shows a large switching electric charge
QSW characteristic to a ferroelectric material. It should
be noted that the high-dielectric film 504 is not limited to
a BST or SBT film but may be a PZT film or a PLZT film.
[0104] After the step of FIG.15B, an electrode layer of
Pt or a conductive oxide such as SrRuO3 is formed on
the ferroelectric film 504, and there is formed a high-di-
electric capacitor.

[SEVENTH EMBODIMENT]

[0105] FIGS.16A and 16B show the post-annealing
process of a low-dielectric insulation film according to a
seventh embodiment of the present invention.
[0106] Referring to FIG.16A, the Si substrate 601 is
covered by a F-doped SiO2 (SiOF) film 602 formed by a
CVD process, wherein the F-doped SiO2 film 602 serves
for a low-dielectric film. Next, in the step of FIG.16B, a
Kr/O2 plasma processing is applied to the SiOF film 602
in the microwave plasma processing apparatus of FIG.
2 under a condition similar to that of the first embodiment,
and the surface and interior of the SiOF film 602 is sub-
jected to modification.
[0107] As a result of such a surface modification, ad-
herence is improved when a conductor pattern is formed
on the SiOF film 602. Further, leakage current between
the interconnection patterns is reduced and improvement
is achieved with regard to breakdown voltage.

[EIGHTH EMBODIMENT]

[0108] FIGS.17A - 17E show the process of forming a
high-dielectric gate insulation film according to an eighth
embodiment of the present invention.
[0109] Referring to FIG.17A, an SiN film 702 is formed
on a Si substrate 701 by a CVD process, and the like,
with a thickness of 1 nanometer or less, and a step of
FIG.17B is conducted in which the SiN film 702 is ex-
posed to a Kr/NH3 plasma in the microwave plasma
processing apparatus of FIG.2 under a condition similar
to that of the second embodiment.
[0110] In the step of FIG.17B, it should be noted that
hydrogen nitride radicals NH* associated with the Kr/NH3
plasma penetrate into the SiN film 702 and cause termi-
nation of defects such as dangling bonds therein. As a
result, the interface state density is reduced in the SiN
film 702, and the SiN film 702 is converted to an SiN film
having a near stoichiometric composition of Si3N4 and
has excellent leakage characteristic.
[0111] Next, in the step of FIG.17C, the silicon nitride
film 702 thus applied with the post-anneal processing by
the Kr/NH3 plasma is covered with a high-dielectric film
703 of ZrO2, wherein the ZrO2 film 703 is deposited with
a thickness of several nanometers by a CVD process or
ALD (atomic layer deposition) process that uses ZrCl4
and H2O as source materials.
[0112] Next, the structure of FIG.17C is introduced into
the microwave plasma processing apparatus of FIG.2,

19 20 



EP 1 265 276 B1

12

5

10

15

20

25

30

35

40

45

50

55

and the surface of the high-dielectric film 703 is exposed
to the Kr/NH3 plasma. As a result of such a post-anneal-
ing process, the surface of the high-dielectric film 703 is
subjected to nitridation and a nitride film 703A is formed
on the surface of the high-dielectric film 703.
[0113] Next, in the step of FIG.17E, a polysilicon gate
electrode 704 is formed on the structure of FIG.17D.
[0114] In the present embodiment, it should be noted
that the nitride film 701 formed on the Si substrate 701
is not limited to a silicon nitride film but may be an alu-
minum nitride film. Further, the high-dielectric film 703 is
not limited to a ZrO2 film but may be a HfO2 film or a
Ta2O5 film.
[0115] According to the present invention, the SiN film
702 is formed on the Si substrate 701 in the step of FIG.
17B with reduced defects, such that the SiN film 702 is
dense and has the specific dielectric constant of 7.9.
Thus, penetration of oxygen from the high-dielectric film
703 to the Si substrate 701 is effectively blocked in the
case the high-dielectric film 703 of a metal oxide film is
formed in the step of FIG.17C, and the problem of in-
crease of overall effective thickness of the gate insulation
film is avoided.
[0116] Further, the problem of the high-dielectric film
703 being reduced in the later process steps that use a
reducing atmosphere, is effectively avoided by forming
the nitride film on the surface of the high-dielectric film
703 in the step of FIG.17D.

[NINTH EMBODIMENT]

[0117] FIG.18 shows the method of forming an oxide
film on a substrate according to a ninth embodiment of
the present invention.
[0118] Referring to FIG.18, a CVD apparatus 120 is
used, wherein the CVD apparatus 120 has an evacuation
port 121A evacuated by a pump 121B and microwave
windows 122A and 122B. Further, microwave antennas
123A and 123B are provided on the microwave windows
122A and 122B, respectively.
[0119] In the processing chamber 121, there is provid-
ed a stage 124 having a heater 124A, and a substrate
125 to be processed is held on the stage 124. Further, a
shower plate 126 is provided in the processing chamber
121 so as to face the substrate 125, and process gas
supplied from a line 126A is introduced into the process-
ing chamber 120 via the shower plate 126. Further, the
processing chamber 121 is formed with a gas inlet port
127 adjacent to the microwave windows 122A and 122B
so as to introduce a Kr/O2 plasma gas into the processing
chamber 121 from a line 127A. The microwave antennas
123A and 123B may be a radial line slot antenna used
in the apparatus of FIG.2. Further, the microwave anten-
nas 123A and 123B may also be a horn antenna.
[0120] In the CVD apparatus 120 of such a construc-
tion, there is formed high-density plasma of low energy
in the processing chamber 121 by supplying a microwave
from the antennas 123A and 123B, and associated there-

with, there occurs efficient formation of K* and the atomic
state oxygen O*.
[0121] In the present embodiment, source gases such
as Ta(OC2H5)5 and O2, and the like are introduced from
the shower plate 126, and there is caused deposition of
a Ta2O5 film in the vicinity of the surface of the substrate
125.
[0122] It should be noted that the Ta2O5 film thus de-
posited is applied with an annealing process by the atom-
ic state oxygen O* as explained previously with reference
to the embodiment of FIGS.12A and 12B, simultaneously
to deposition. As a result, the Ta2O5 film is modified and
there is achieved a further improvement with regard to
the surface state density and leakage current character-
istic.. As the deposition and annealing of the Ta2O5 film
is conducted simultaneously, the present embodiment
has a further advantageous feature of reduced number
of process steps.
[0123] In the present embodiment, it should be noted
that the CVD film 125 is by no means limited to Ta2O5,
but the present embodiment is applicable also to the case
in which the CVD film 125 is an oxide film such as an
SiO2 film, a BSG film, or a BPSG film and also to the
case in which the CVD film 125 is a nitride film or an
oxynitride film.
[0124] In the case of depositing a nitride film on the
substrate 125 in the present embodiment, a mixed gas
of Kr and NH3 or a mixed gas of Kr and N2 and H2 is
supplied from the gas inlet port 127. In this case, too, the
annealing processing is achieved by the hydrogen nitride
radicals NH* simultaneously to the deposition of a silicon
nitride film, and thus, the silicon nitride film thus obtained
has advantageous characteristics of low surface state
density and small leakage current, suitable for use as a
gate insulation film of a semiconductor device.
[0125] In the case of depositing an oxynitride film on
the substrate 125 in the present embodiment, Kr, O2, and
NH3 or a mixed gas N2 and H2 are supplied from the gas
inlet port 127. In this case, too, the oxynitride film thus
obtained has advantageous characteristics of low sur-
face state density and small leakage current, suitable for
use as a gate insulation film of a semiconductor device.

[TENTH EMBODIMENT]

[0126] Next, sputtering process that uses atomic state
oxygen O* excited by a Kr/O2 plasma or hydrogen nitride
radicals NH* excited by a Kr/NH3 plasma according to a
tenth embodiment of the present invention will be de-
scribed with reference to FIG.19, wherein those parts
corresponding to the parts described previously are des-
ignated by the same reference numerals and the descrip-
tion thereof will be omitted.
[0127] In the present embodiment, a sputtering appa-
ratus 130 shown in FIG.19 is used in place of the CVD
apparatus 120.
[0128] Referring to FIG.19, the sputtering apparatus
130 includes a target 131 of BST, and the like, supplied
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with a radio frequency power from a radio frequency
source 131A is disposed so as to face the substrate 125,
and a magnet 132 is provided in the vicinity of the target
131. Further, the sputtering apparatus 130 of FIG.19 is
provided with a gas inlet port 133 in place of the shower
plate 126.
[0129] Further, the construction of FIG.19 uses ordi-
nary horn antennas 123C in correspondence to the mi-
crowave windows 122A as a microwave antenna.
[0130] In the sputtering apparatus 130 of such a con-
struction, there is formed an oxide film such as a BST
film on the substrate 127 as a result of sputtering of the
target 131, wherein a Kr gas or a Kr/O2 gas is introduced
into the processing chamber 121 from the gas inlet port
127. Further, a microwave is introduced into the process-
ing chamber 121 from the microwave antennas 123C.
As a result, there occurs efficient formation of atomic
state oxygen O* in the processing apparatus, and the
BST film formed on the substrate 125 is applied with a
post-annealing process of the atomic state oxygen O*
simultaneously to deposition. Further, it is possible to in-
troduce an atmospheric gas from the gas inlet port 133
separately.
[0131] In the sputtering apparatus 130 of FIG.19, it is
also possible to deposit a nitride film on the substrate
125 by using a nitride for the target 131, while introducing
a mixed gas of Ar or Kr and NH3 or a mixed gas of Ar or
Kr and N2 and H2 from the gas inlet port. Thereby, the
nitride film thus deposited is subjected to a post-anneal-
ing process by the hydrogen nitride radicals NH* formed
in the plasma.
[0132] Further, it is possible, in the sputtering appara-
tus 130 of FIG.19, to deposit an oxynitride film on the
substrate 125 by using an oxynitride for the target 131,
while introducing a mixed gas of Ar or Kr and oxygen and
NH3 or a mixed gas of Ar or Kr and oxygen and N2 and
H2 from the gas inlet port. Thereby, the oxynitride film
thus deposited is subjected to a post-annealing process
by the atomic state oxygen O* and hydrogen nitride rad-
icals NH* formed in the plasma.

[ELEVENTH EMBODIMENT]

[0133] Next, the fabrication process of a flash memory
device according to a fifth embodiment of the present
invention will be described, wherein the flash memory
device of the present embodiment uses the technology
of low-temperature formation of oxide film and nitride film
while using the microwave plasma explained above,
wherein the present embodiment also includes a high-
voltage transistor and a low-voltage transistor having a
gate electrode of polysilicon/silicide stacked structure.
[0134] FIG.20 shows the schematic cross-sectional
structure of a flash memory device 1000 according to the
present embodiment.
[0135] Referring to FIG.20, the flash memory device
1000 is constructed on the silicon substrate 1001 and
includes the tunneling oxide film 1002 formed on the sil-

icon substrate 1001 and the first polysilicon gate elec-
trode 1003 formed on the tunneling oxide film 1002 as a
floating gate electrode, wherein the polysilicon gate elec-
trode 1003 is further covered consecutively by the silicon
nitride film 1004, a silicon oxide film 1005, a silicon nitride
film 1006 and a silicon oxide film 1007, and the second
polysilicon gate electrode 1008 is formed further on the
silicon nitride film 1007 as a control gate electrode. In
FIG.19, illustration of source region, drain region, contact
holes, interconnection patterns, and the like, is omitted.
[0136] In the flash memory of the present embodiment,
the silicon oxide films 1002, 1005 and 1007 are formed
according to the process of silicon oxide film formation
explained before. Further, the silicon nitride films 1004
and 1006 are formed according to the process of silicon
nitride film formation explained before. Thus, excellent
electric property is guaranteed even when the thickness
of these films is reduced to one-half the thickness of con-
ventional oxide film or nitride film.
[0137] Next, the fabrication process of a semiconduc-
tor integrated circuit including the flash memory device
of the present embodiment will be explained with refer-
ence to FIGS.21 - 24.
[0138] Referring to FIG.21, a silicon substrate 1101
carries a field oxide film 1102 such that the field oxide
film 1102 defines, on the silicon substrate 1101, a flash
memory cell region A, a high-voltage transistor region B
and a low-voltage transistor region C, wherein each of
the regions A - C is formed with a silicon oxide film 1103.
The field oxide film 1102 may be formed by a selective
oxidation (LOCOS) process or a shallow trench isolation
process.
[0139] In the present embodiment, a Kr gas is used for
the plasma excitation gas at the time of formation of the
oxide film and the nitride film. Further, the microwave
plasma processing apparatus of FIG.2 is used for the
formation of the oxide film and the nitride film.
[0140] Next, in the step of FIG.22, the silicon oxide film
1103 is removed in the memory cell region A and a tun-
neling oxide film 1104 is formed on the memory cell re-
gion A with a thickness of about 5 nm. During the forma-
tion of the tunneling oxide film 1104, the vacuum vessel
(reaction chamber) 101 is evacuated to a vacuum state
and the Kr gas and an O2 gas is introduced from the
shower plate 102 such that the pressure inside of the
reaction chamber reaches 1 Torr (about 133Pa). Further,
the temperature of the silicon wafer is set to 450°C, and
a microwave of 2.56 GHz frequency in the coaxial
waveguide 105 is supplied to the interior of the process-
ing chamber via the radial line slot antenna 106 and the
dielectric plate 107. As a result, there is formed a high-
density plasma.
[0141] In the step of FIG.22, a first polysilicon film 1105
is deposited, after the step of forming the tunneling oxide
film 1104, such that the first polysilicon film 1105 covers
the tunneling oxide film 1104, and the surface of the poly-
silicon film 1105 thus deposited is planarized by conduct-
ing a hydrogen radical processing. Further, the first poly-
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silicon film 1105 is removed from the high-voltage tran-
sistor region B and the low-voltage transistor region by
way of patterning, leaving the first polysilicon film 1105
selectively on the tunneling oxide film 1104 of the memory
cell region.
[0142] Next, in the step of FIG.23, a lower nitride film
1106A, a lower oxide film 1106B, an upper nitride film
1106C and an upper oxide film 1106D are formed con-
secutively on the structure of FIG.21. As a result, an in-
sulation film 1106 having an NONO structure is formed
by using the microwave plasma processing apparatus of
FIG.2.
[0143] In more detail, the vacuum vessel (processing
chamber) 101 of the microwave plasma processing ap-
paratus of FIG.2 is evacuated to a high-vacuum state,
and the Kr gas, an N2 gas and an H2 gas are introduced
into the processing chamber 101 from the shower plate
102 until the pressure inside the processing chamber is
set to about 100 mTorr (about 13Pa). Further, the tem-
perature of the silicon wafer is set to 500°C. In this state,
a microwave of 2.45 GHz frequency is introduced into
the processing chamber from the coaxial waveguide 105
via the radial line slot antenna 106 and the dielectric plate
107, and there is formed a high-density plasma in the
processing chamber. As a result of this, a silicon nitride
film of about 6 nm thickness is formed on the polysilicon
surface as the lower nitride film 1106A.
[0144] Next, the supply of the microwave is interrupted.
Further, the supply of the Kr gas, the N2 gas and the H2
gas is interrupted, and the vacuum vessel (processing
chamber) 101 is evacuated. Thereafter, the Kr gas and
the O2 gas are introduced again into the processing
chamber via the shower plate 102, and the pressure in
the processing chamber is set to 1 Torr (about 133 Pa).
In this state, the microwave of 2.45 GHz frequency is
supplied again, and there is formed high-density plasma
in the processing chamber 101. As a result, a silicon oxide
film of about 2 nm thickness is formed as the lower oxide
film 1106B.
[0145] Next, the supply of the microwave is again in-
terrupted. Further, the supply of the Kr gas and the O2
gas is interrupted, and the processing chamber 101 is
evacuated. Thereafter, the Kr gas, the N2 gas and the
H2 gas are introduced into the processing chamber via
the shower plate 102 so that the pressure inside the
processing chamber is set to 100 mTorr (about 13Pa).
In this state, a microwave of 2.45 GHz frequency is in-
troduced and high-density plasma is formed in the
processing chamber 101. As a result of the plasma
processing using the high-density plasma thus formed,
there is further formed a silicon nitride film of 3 nm thick-
ness.
[0146] Finally, the supply of the microwave is interrupt-
ed. Further, the supply of the Kr gas, the N2 gas and the
H2 gas is also interrupted, and the vacuum vessel
(processing chamber) 101 is evacuated. Thereafter, the
Kr gas and the O2 gas are introduced again via the show-
er plate 102 and the pressure inside the processing

chamber is set to 1 Torr (about 133 Pa). In this state, the
microwave of 2.45 GHz frequency is again supplied, and
high-density plasma is formed in the processing chamber
101. As a result, a silicon oxide film of 2 nm thickness is
formed as the upper oxide film 1106D.
[0147] Thus, according to the foregoing process steps,
it becomes possible to form the insulation film 1106 of
the NONO structure with a thickness of 9 nm. It was con-
firmed that the NONO film 1106 thus formed does not
depends on the surface orientation of polysilicon and that
each of the oxide films and the nitride films therein is
highly uniform in terms of film thickness and film quality.
[0148] In the step of FIG.23, the insulation film 1106
thus formed is further subjected to a patterning process
such that the insulation film 1106 is selectively removed
in the high-voltage transistor region B and in the low-
voltage transistor region C.
[0149] Next, in the step of FIG.24, an ion implantation
process is conducted into the high-voltage transistor re-
gion B and further into the low-voltage transistor region
C for the purpose of threshold control. Thereafter, the
oxide film 1103 is removed from the foregoing regions B
and C, and a gate oxide film 1107 is formed on the high-
voltage transistor region B with a thickness of 7 nm, fol-
lowed by the formation of a gate oxide film 1108 on the
low-voltage transistor region C with a thickness of 3.5 nm.
[0150] In the step of FIG.24, the overall structure in-
cluding the field oxide film 1102 is covered consecutively
with a second polysilicon film 1109 and a silicide film
1110. By patterning the polysilicon film 1109 and the sil-
icide film 1110, a gate electrode 111B is formed in the
high-voltage transistor region B and a gate electrode
111C is formed in the low-voltage transistor region C.
Further, the polysilicon film 1109 and the silicide film 110
are patterned in the memory cell region, and a gate elec-
trode 1111A is formed.
[0151] Finally, a standard semiconductor process in-
cluding formation of source and drain regions, formation
of insulation films, formation of contact holes and forma-
tion of interconnections, is conducted, and the semicon-
ductor device is completed.
[0152] It should be noted that the silicon oxide film and
the silicon nitride film in the NONO film 1101 thus formed
shows excellent electric properties in spite of the fact that
the each of the silicon oxide and silicon nitride films there-
in has a very small thickness. Further, the silicon oxide
film and the silicon nitride film are dense and have a fea-
ture of high film quality. As the silicon oxide film and the
silicon nitride film are formed at low temperature, there
occurs no problem of thermal budget formation, and the
like, at the interface between the gate polysilicon and the
oxide film, and an excellent interface is obtained.
[0153] In the flash memory integrated circuit device in
which the flash memory devices of the present invention
are arranged in a two-dimensional array, it becomes pos-
sible to carry out writing and erasing of information at low
voltage. Further, the semiconductor integrated circuit has
advantageous features of suppressing substrate current
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and suppressing degradation of the tunneling insulation
film. Thus, the semiconductor integrated circuit has a re-
liable device characteristic. The flash memory device of
the present invention is characterized by a low leakage
current, and enables writing of information at a voltage
of about 7 V. Further, the flash memory device of the
present invention can retain the written information over
a duration longer than a conventional flash memory de-
vice by a factor of 10. The number of times the rewriting
can be made is increased also by a factor of 10 in the
case of the flash memory of the present invention over
a conventional flash memory device.

[TWELFTH EMBODIMENT]

[0154] Next, a flash memory device according to a fifth
embodiment of the present invention will be described,
wherein the flash memory device of the present embod-
iment has a gate electrode having a polysilicon/silicide
stacked structure and is formed by using the art of low-
temperature formation of oxide and nitride film that uses
the high-density microwave plasma explained before.
[0155] FIG.25 shows a schematic cross-sectional
structure of a flash memory device 1500 according to the
present embodiment.
[0156] Referring to FIG.25, the flash memory device
1500 is constructed on a silicon substrate 1501 and in-
cludes a tunneling nitride film 1502 formed on the silicon
substrate 1501 and a first polysilicon gate electrode 1503
formed on the tunneling nitride film 1502 as a floating
gate electrode, wherein the first polysilicon gate elec-
trode 1503 is covered consecutively by a silicon oxide
film 1504, a silicon nitride film 1505 and a silicon oxide
film 1506. Further, a second polysilicon electrode 1507
forming a control gate electrode is formed on the silicon
oxide film 1506. In FIG.25, illustration of source region,
drain region, contact holes, interconnection patterns, and
the like, is omitted.
[0157] In the flash memory device 1500 of FIG.25, the
silicon oxide films 1502, 1504 and 1506 are formed ac-
cording to a process of forming a silicon oxide film that
uses the high-density microwave plasma explained be-
fore. Further, the silicon nitride film 1505 is formed by a
process of forming a silicon nitride film that uses the high-
density microwave plasma explained before.
[0158] Next, the fabrication process of a flash memory
integrated circuit of the present invention will be de-
scribed.
[0159] In the present embodiment, too, the process
steps up to the step of patterning the first polysilicon film
1503 are identical with those of the steps of FIGS.21 and
22, except for the point that the tunneling nitride film 1502
is formed after the step of evacuating the vacuum vessel
(processing chamber) 101, by introducing an Ar gas, an
N2 gas and an H2 gas from the shower plate 102 such
that the pressure inside the processing chamber be-
comes 100 mTorr (about 13Pa). Thereby, the tunneling
nitride film 1502 is formed to have a thickness of about

4 nm, by supplying a microwave of 2.45 GHz to form
high-density plasma in the processing chamber.
[0160] After the first polysilicon film 1503 is thus
formed, the lower silicon oxide film 1504 and the silicon
nitride film 1505 and the upper silicon oxide film 1506 are
formed consecutively on the first polysilicon film, and an
insulation film having an ONO structure is obtained.
[0161] In more detail, the vacuum chamber (process-
ing chamber) 101 of the microwave plasma processing
apparatus explained previously with reference to FIG.1
is evacuated to a high vacuum state, and the Kr gas and
an O2 gas are introduced into the processing chamber
via the shower plate 102 such that the pressure of the
processing chamber 101 is set to 1 Torr (about 133 Pa).
In this state, the microwave of 2.45 GHz is supplied to
the processing chamber 101 and there is formed the high-
density plasma therein. As a result, a silicon oxide film
having a thickness of about 2 nm is formed on the surface
of the first polysilicon film 1503.
[0162] Next, a silicon nitride film is formed on the silicon
oxide film by a CVD process with a thickness of 3 nm,
and the vacuum vessel (processing chamber) 101 is
evacuated. Further, the Ar gas, the N2 gas and the H2
gas are introduced into the processing chamber via the
shower plate 102, and the pressure inside the processing
chamber is set to 1 Torr (about 133 Pa). In this state, the
microwave of 2.45 GHz is supplied again and the high-
density plasma is formed in the processing chamber 101.
By exposing the foregoing silicon nitride film to the hy-
drogen nitride radicals NH* formed with the high-density
plasma, the silicon nitride film is converted to a dense
silicon nitride film.
[0163] Next, a silicon oxide film is formed on the fore-
going dense silicon nitride film by a CVD process with a
thickness of about 2 nm, and the pressure of the process-
ing chamber 101 of the microwave plasma processing
apparatus is set to 1 Torr (about 133 Pa) by supplying
thereto the Kr gas and the O2 gas. By supplying the mi-
crowave of 2.45 GHz further to the processing chamber
in this state, the high-density plasma is formed in the
processing chamber 101. Thereby, the CVD oxide film
formed previously in the CVD process is converted to a
dense silicon oxide film by exposing to the atomic state
oxygen O* formed with the high-density plasma.
[0164] Thus, an ONO film is formed on the polysilicon
film 1503 with a thickness of about 7 nm. The ONO film
thus formed shows no dependence of property thereon
on the orientation of the polysilicon surface on which the
ONO film is formed and has an extremely uniform thick-
ness. The ONO film thus formed is then subjected to a
patterning process for removing a part thereof corre-
sponding to the high-voltage transistor region B and the
low-voltage transistor region C. By further applying the
process steps similar to those used in the fourth embod-
iment before, the device fabrication process is complet-
ed.
[0165] The flash memory device thus formed has an
excellent leakage characteristic characterized by low
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leakage current, and writing and reading operation can
be conducted at the voltage of about 6V. Further, the
flash memory device provides a memory retention time
larger by the factor of 10 over the conventional flash
memory devices, similarly to the flash memory device
1000 of the previous embodiment. Further, it is possible
to achieve the number of rewriting operations larger by
the factor of 10 over the conventional flash memory de-
vices.

[THIRTEENTH EMBODIMENT]

[0166] Next, a description will be made on a flash mem-
ory device 1600 according to a thirteenth embodiment of
the present invention, wherein the flash memory device
1600 has a gate electrode of polysilicon/silicide stacked
structure and is formed by the process that uses the mi-
crowave high-density plasma for forming low tempera-
ture oxide and nitride films.
[0167] FIG.26 shows the schematic cross-sectional
structure of the flash memory device 1600.
[0168] Referring to FIG.26, the flash memory device
1600 is constructed on a silicon substrate 1601 and in-
cludes a tunneling oxide film 1602 formed on the silicon
substrate 1061 and a first polysilicon gate electrode 1603
formed on the tunneling oxide film 1602, wherein the first
polysilicon gate electrode 1603 is covered consecutively
by a silicon nitride film 1604 and a silicon oxide film 1605.
Further, a second polysilicon gate electrode 1606 is
formed on the silicon oxide film 1605 as a control gate
electrode.
[0169] In FIG.26, illustration of source region, drain re-
gion, contact holes, and interconnection patterns, is omit-
ted.
[0170] In the flash memory 1600 of FIG.26, the silicon
oxide films 1602 and 1605 are formed by the film forming
process of oxide film explained above, while the silicon
nitride film 1604 is formed by the film forming process of
nitride film also explained above.
[0171] Next, the fabrication process of a flash memory
integrated circuit according to the present invention will
be explained.
[0172] In the present embodiment, too, the process
proceeds similarly to the previous embodiments up to
the step of patterning the first polysilicon film 1603, and
the first polysilicon film 1603 is formed in the region A.
Thereafter, an insulation film having an NO structure is
formed by consecutively depositing a silicon nitride film
and a silic0on oxide film on the first polysilicon film 1603.
[0173] In more detail, the NO film is formed by using
the microwave plasma processing apparatus of FIG.2
according to the process steps noted below.
[0174] First, the vacuum vessel (processing chamber)
101 is evacuated, and a Kr gas, an N2 gas and an H2
gas are introduced thereto via the shower plate 102 and
the pressure inside the processing chamber is set to
about 100 mTorr (about 13Pa). In this state, a microwave
of 2.45 GHz is supplied, and high-density plasma is in-

duced in the processing chamber. Thereby, there occurs
a nitriding reaction in the polysilicon film 1603 and a sil-
icon nitride film is formed with a thickness of about 3 nm.
[0175] Next, a silicon oxide film is formed by a CVD
process to a thickness of about 2 nm, and a Kr gas and
an O2 gas are introduced in the microwave plasma
processing apparatus such that the pressure inside the
processing chamber is set to about 1 Torr (about 133Pa).
In this sate, a microwave of 2.45 GHz frequency is sup-
plied to form high-density plasma in the processing
chamber, such that the oxide film formed by the CVD
process is exposed to the atomic state oxygen O* asso-
ciated with the high-density plasma. As a result, the CVD
oxide film is converted to a dense silicon oxide film.
[0176] The NO film is thus formed to a thickness of
about 5 nm, wherein the NO film thus formed has an
extremely uniform thickness irrespective of the surface
orientation of the polysilicon crystals. The NO film thus
formed is then subjected to a patterning process and the
part thereof covering the high-voltage transistor region
B and the low-voltage transistor region C are removed
selectively.
[0177] After the foregoing process, the process steps
similar to those of FIG.24 are conducted and the device
fabrication process is completed.
[0178] It should be noted that the flash memory device
thus formed has a low leakage characteristic, and ena-
bles writing or erasing at a low voltage as low as 5 V.
Further, the flash memory device provides a memory re-
tention time larger than the conventional memory reten-
tion time by a factor of 10, and rewriting cycles larger
than the conventional rewriting cycles by a factor of 10.
[0179] It should be noted that the fabrication process
of the memory cell, the high-voltage transistor and the
low-voltage transistor merely represents an example,
and the present invention is by no means limited to these
embodiments. For example, it is possible to use an Ar
gas in place of the Kr gas during the formation process
of the nitride film. Further, it is possible to use a film having
a stacked structure of polysilicon/silicide/polysilicon/re-
fractory metal/amorphous silicon or polysilicon, for the
first and second polysilicon films.
[0180] Further, it is also possible to use another plas-
ma processing apparatus in place of the microwave plas-
ma processing apparatus of FIG.2 for forming the oxide
film or nitride film of the present invention, as long as the
plasma processing apparatus enables low temperature
formation of an oxide film. Further, the radial line slot
antenna is not the only solution for introducing a micro-
wave into the processing chamber of the plasma
processing apparatus, and the microwave may be intro-
duced by other means.
[0181] In place of the microwave plasma processing
apparatus of FIG.2, it is also possible to use a plasma
processing apparatus having a two-stage shower plate
construction, in which the plasma gas such as the Kr gas
or Ar gas is introduced from a first shower plate and the
processing gas is introduced from a second shower plate
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different from the first shower plate. In this case, it is also
possible to introduce the oxygen gas from the second
shower plate. Further, it is possible to design the process
such that the floating gate electrode of the flash memory
device and the gate electrode of the high-voltage tran-
sistor are formed simultaneously by the first polysilicon
electrode.

INDUSTRIAL APPLICABILITY

[0182] According to the present invention, the dangling
bonds or weak bonds are terminated by processing an
oxide film or a nitride film or an oxynitride film formed on
the substrate by atomic state oxygen O* or hydrogen
nitride radicals NH* that associate with plasma that uses
Kr or Ar as an inert gas. As a result, it becomes possible
to improve the film quality even in the case of an insulation
film of poor quality such as the one formed by a CVD
process.

Claims

1. A method of forming a nitride film or an oxynitride
film, comprising the step of:

forming a nitride film or an oxynitride film on a
substrate; and characterized by modifying the
film quality of said film formed on said substrate
by exposing said film to hydrogen nitride radicals
NH*.

2. The method of forming a nitride film as claimed in
claim 1, characterized in that said step of modifying
said film quality comprises the steps of exciting plas-
ma in a mixed gas of a Kr or Ar gas and a gas con-
taining nitrogen and hydrogen by microwaves having
a uniform distribution, and exposing said nitride film
to said plasma.

3. The method of forming a nitride film as claimed in
claims 1 or 2, characterized in that said step of
modifying said film quality is conducted at a substrate
temperature of 550°C or less.

4. The method of forming a nitride film as claimed in
claim 1, wherein said step of forming a nitride film
comprises a step of:

forming a plasma in a processing chamber by
introducing therein an inert gas of Kr or Ar and
causing microwave excitation therein; and
a step of causing deposition of said nitride film
on a substrate in said processing chamber by
introducing a processing gas into said process-
ing chamber and by causing activation of said
processing gas by said plasma.

5. The method of forming an oxynitride film as claimed
in claim 1 wherein said step of
forming an oxynitride film comprises a step of
forming a plasma in a processing chamber by intro-
ducing an inert gas of Kr or Ar into said processing
chamber and causing microwave excitation therein;
and
a step of causing deposition of said oxynitride film
on a substrate by introducing a processing gas into
said processing chamber and by causing activation
of said processing gas by said plasma.

6. A method of forming a gate insulation film on a sub-
strate, characterized by the steps of:

forming a nitride film on a surface of a substrate
by the method of claim 1;
depositing a high-dielectric film on said nitride
film; and forming a nitride film by processing a
surface of said high-dielectric film by hydrogen
nitride radicals NH*.

7. A method of forming a gate insulation film on a sub-
strate, characterized by the steps of:

forming an oxynitride film on a substrate by the
method of claim 1, in which said oxynitride film
is processed by atomic state oxygen O* in ad-
dition to said hydrogen nitride radicals NH*;
depositing a high-dielectric film on said oxyni-
tride film; and
forming a nitride film by processing a surface of
said high-dielectric film by hydrogen nitride rad-
icals NH*.

8. The method of claim 6 or 7, wherein said high die-
lectric film is a ZrO2 film, a HfO2 or a Ta2O5 film.

Patentansprüche

1. Verfahren zum Ausbilden eines Nitridfilms oder ei-
nes Oxynitridfilms, das einen Schritt umfasst, in dem
ein Nitridfilm oder ein Oxynitridfilm auf einem Sub-
strat ausgebildet wird; dadurch gekennzeichnet,
dass die Filmqualität des auf dem Substrat ausge-
bildeten Films modifiziert wird, indem der Film Was-
serstoffnitridradikalen NH* ausgesetzt wird.

2. Verfahren zum Ausbilden eins Nitridfilms nach An-
spruch 1, dadurch gekennzeichnet, dass der
Schritt des Modifizierens der Filmqualität einen
Schritt umfasst, in dem ein Plasma in einem Gasge-
misch aus einem Kr- oder Ar-Gas und einem Gas,
welches Stickstoff und Wasserstoff enthält, durch
Mikrowellen mit einer gleichförmigen Verteilung er-
zeugt wird, und einen Schritt umfasst, in dem der
Nitridfilm dem Plasma ausgesetzt wird.
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3. Verfahren zum Ausbilden eines Nitridfilms nach An-
spruch 1 oder 2, dadurch gekennzeichnet, dass
der Schritt des Modifizierens der Filmqualität bei ei-
ner Substrattemperatur von 550°C oder weniger
durchgeführt wird.

4. Verfahren zum Ausbilden eines Nitridfilms nach An-
spruch 1, bei dem der Schritt des Ausbildens eines
Nitridfilms einen Schritt umfasst, in dem ein Plasma
in einer Prozesskammer ausgebildet wird, indem ein
inertes Gas aus Kr oder Ar in diese eingeführt wird
und darin eine Mikrowellenanregung verursacht
wird; und
einen Schritt umfasst, in dem die Abscheidung des
Nitridfilms auf einem Substrat in der Prozesskammer
durchgeführt wird, indem ein Prozessgas in die Pro-
zesskammer eingeführt wird und eine Aktivierung
des Prozessgases durch das Plasma veranlasst
wird.

5. Verfahren zum Ausbilden eines Oxynitridfilms nach
Anspruch 1, bei dem der Schritt des Ausbildens ei-
nes Oxynitridfilms einen Schritt umfasst, in dem ein
Plasma in einer Prozesskammer ausgebildet wird,
indem ein intertes Gas aus Kr oder Ar in die Prozes-
skammer eingeführt wird und darin eine Mikrowel-
lenanregung veranlasst wird; und
einen Schritt umfasst, in dem eine Abscheidung des
Oxynitridfilms auf einem Substrat verursacht wird,
indem ein Prozessgas in die Prozesskammer einge-
führt wird und indem eine Aktivierung des Prozess-
gases durch das Plasma verursacht wird.

6. Verfahren zum Ausbilden eines Gate-Isolationsfilms
auf einem Substrat, gekennzeichnet durch die fol-
genden Schritte:

Ausbilden eines Nitridfilms auf einer Oberfläche
eines Substrats durch das Verfahren nach An-
spruch 1;
Abscheiden eines Films mit hoher Dielektrizi-
tätskonstante auf dem Nitridfilm; und
Ausbilden eines Nitridfilms durch Bearbeitung
einer Oberfläche des Films mit hoher Dielektri-
zitätskonstante durch Wasserstoffnitridradika-
le NH*.

7. Verfahren zum Ausbilden eines Gate-Isolationsfilms
auf einem Substrat, gekennzeichnet durch die fol-
genden Schritte:

Ausbilden eines Oxynitridfilms auf einem Sub-
strat durch ein Verfahren nach Anspruch 1, bei
dem der Oxynitridfilm durch atomaren Sauer-
stoff O* zusätzlich zu den Wasserstoffnitridradi-
kalen NH* bearbeitet wird;
Abscheiden eines Films mit hoher Dielektrizi-
tätszahl auf dem Oxynitridfilm; und

Ausbilden eines Nitridfilms durch Bearbeitung
einer Oberfläche des Films mit hoher Dielektri-
zitätszahl durch Wasserstoffnitridradikale NH*.

8. Verfahren nach Anspruch 6 oder 7, bei dem der Film
mit hoher Dielektrizitätszahl ein ZrO2-Film, ein
HfO2-film oder ein Ta2O5-Film ist.

Revendications

1. Procédé de formation d’un film de nitrure ou d’un film
d’oxynitrure, comprenant l’étape de :

formation d’un film de nitrure ou un film d’oxyni-
trure sur un substrat ; et caractérisé par
une modification de la qualité de film dudit film
formé sur ledit substrat par exposition dudit film
à des radicaux nitrure d’hydrogène NH*.

2. Procédé de formation d’un film de nitrure selon la
revendication 1, caractérisé en ce que ladite étape
de modification de ladite qualité de film comprend
les étapes d’excitation d’un plasma dans un mélange
gazeux de Kr ou d’Ar gazeux et d’un gaz contenant
de l’azote et de l’hydrogène par des micro-ondes
ayant une distribution uniforme, et d’exposition dudit
film de nitrure audit plasma.

3. Procédé de formation d’un film de nitrure selon la
revendication 1 ou 2, caractérisé en ce que ladite
étape de modification de ladite qualité de film est
conduite à une température de substrat de 550 °C
ou moins.

4. Procédé de formation d’un film de nitrure selon la
revendication 1, dans lequel ladite étape de forma-
tion d’un film de nitrure comprend une étape de :

formation d’un plasma dans une chambre de
traitement en introduisant dans celle-ci un gaz
inerte de Kr ou d’Ar et en provoquant une exci-
tation par micro-ondes de celui-ci ; et
une étape consistant à provoquer un dépôt dudit
film de nitrure sur un substrat dans ladite cham-
bre de traitement par introduction d’un gaz de
traitement dans ladite chambre de traitement et
par activation dudit gaz de traitement par ledit
plasma.

5. Procédé de formation d’un film d’oxynitrure selon la
revendication 1, dans lequel ladite étape de forma-
tion d’un film d’oxynitrure comprend une étape de :

formation d’un plasma dans une chambre de
traitement en introduisant dans celle-ci un gaz
inerte de Kr ou d’Ar dans ladite chambre de trai-
tement et en provoquant une excitation par mi-
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cro-ondes de celui-ci ; et
une étape consistant à provoquer un dépôt dudit
film d’oxynitrure sur un substrat par introduction
d’un gaz de traitement dans ladite chambre de
traitement et par activation dudit gaz de traite-
ment par ledit plasma.

6. Procédé de formation d’un film isolant de grille sur
un substrat, caractérisé par les étapes de :

formation d’un film de nitrure sur une surface
d’un substrat par le procédé de la revendication
1 ;
dépôt d’un film à constante diélectrique élevée
sur ledit film de nitrure ; et formation d’un film de
nitrure par traitement d’une surface dudit film à
constante diélectrique élevée par des radicaux
nitrure d’hydrogène NH*.

7. Procédé de formation d’un film isolant de grille sur
un substrat, caractérisé par les étapes de :

formation d’un film d’oxynitrure sur un substrat
par le procédé de la revendication 1, dans lequel
ledit film d’oxynitrure est traité par de l’oxygène
à l’état atomique O* en plus desdits radicaux
nitrure d’hydrogène NH* ;
dépôt d’un film à constante diélectrique élevée
sur ledit film d’oxynitrure ; et
formation d’un film de nitrure par traitement
d’une surface dudit film à constante diélectrique
élevée par des radicaux nitrure d’hydrogène
NH*.

8. Procédé selon la revendication 6 ou 7, dans lequel
ledit film à constante diélectrique élevée est un film
de ZrO2, un film de HfO2 ou un film de Ta2O5.
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