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Description 

BACKGROUND  OF  THE  INVENTION 

[Field  of  the  invention] 

The  present  invention  relates  to  a  process  for 
producing  a  carbonaceous  material.  In  particular, 
the  present  invention  relates  to  a  process  for  pro- 
ducing  a  carbonaceous  material  having  an  excel- 
lent  oxidation  resistance. 

[Prior  Art] 

A  carbon/carbon  composite  capable  of  main- 
taining  its  high  strength  and  high  modulus  even  at 
a  temperature  as  high  as  1,000°C  or  above  in  an 
inert  gas  and  having  a  low  coefficient  of  thermal 
expansion  is  expected  to  be  used  as  a  material  for 
the  parts  of  aircrafts  and  space  crafts,  brakes  and 
furnace  materials.  However,  this  material  has  such 
a  poor  oxidation  resistance  that  oxidative  consump- 
tion  thereof  begins  at  around  500  °C  in  air.  To 
overcome  this  defect,  an  attempt  has  been  made 
to  form  a  ceramic  coating  on  the  surface  of  the 
carbon/carbon  composite  in  order  to  improve  its 
oxidation  resistance.  However,  in  fact,  the  essential 
function  of  the  coating  cannot  be  fully  exhibited, 
since  the  coating  is  peeled  off  or  cracked  because 
of  a  difference  in  the  coefficient  of  thermal  expan- 
sion  between  the  carbon/carbon  composite  used  as 
the  substrate  and  the  ceramic. 

SUMMARY  OF  THE  INVENTION 

After  investigations  made  for  the  purpose  of 
providing  a  process  for  producing  a  carbonaceous 
material  having  an  excellent  oxidation  resistance  by 
solving  the  above-described  problems,  the  inven- 
tors  have  completed  the  present  invention. 

The  present  invention  relates  to  a  process  for 
producing  a  carbonaceous  material  characterized 
by  heating  a  carbon/carbon  composite,  bringing  it 
into  contact  with  an  element  or  a  compound  of  said 
element  capable  of  forming  a  heat-resistance  car- 
bide  on  the  surface  thereof  to  convert  the  surface 
of  the  carbon/carbon  composite  into  carbide  ce- 
ramics  or  both  of  said  surface  and  part  of  the 
inside  thereof,  and  forming  a  coating  film  compris- 
ing  a  ceramic  or  both  of  a  ceramic  and  carbon  on 
the  convert  surface  by  vapor  phase  decomposition. 

DETAILED  DESCRIPTION  OF  THE  PREFERRED 
EMBODIMENTS 

The  present  invention  will  now  be  described  in 
detail. 

The  carbon/carbon  composite  used  as  the 
base  in  the  present  invention  comprises  carbon 
fibers  and  carbonaceous  matrix,  etc.  The  volume 
fraction  of  the  carbon  fibers  is  usually  10  to  70  %, 

5  preferably  20  to  60  %. 
The  carbon  fibers  constituting  the  car- 

bon/carbon  composite  include  various  ones  such 
as  pitch,  polyacrylonitrile  and  rayon  carbon  fibers, 
among  which  the  pitch  based  carbon  fiber  is  pre- 

io  ferred,  because  it  can  readily  enhance  the  oxida- 
tion  resistance. 

The  carbon  fiber  is  used  usually  in  the  form  of 
a  bundle  of  500  to  25,000  continuous  fibers.  Fur- 
ther  carbon  fibers  in  the  form  of  a  laminate  of 

75  unidirection,  two-dimensional  textile  or  a  laminate 
thereof,  three-dimensional  textile,  or  two-dimen- 
sional  or  three-dimensional  moldings  of  carbon  fi- 
bers  in  the  form  of  mat  or  felt,  among  which  the 
three-dimensional  textile  is  particularly  preferred. 

20  The  carbonaceous  matrix  includes  those  pre- 
pared  by  carbonizing  a  carbonaceous  pitch,  those 
prepared  by  carbonizing  a  carbonizable  resin  such 
as  a  phenolic  resin  or  furan  resin  and  those  pre- 
pared  by  chemical  vapor  deposition  (CVD),  among 

25  which  those  prepared  by  carbonizing  the  carbona- 
ceous  pitch  are  particularly  preferred. 

The  carbonaceous  pitch  ordinary  used  includes 
coal  and  petroleum  pitches  each  having  a  softening 
point  of  100  to  400  °C,  preferably  150  to  350  °C. 

30  The  carbonaceous  pitch  may  be  an  optically  iso- 
tropic  or  anisotropic  pitch  or  a  mixture  thereof,  and 
particularly  preferred  is  an  optically  anisotropic 
pitch  having  an  optically  anisotropic  phase  content 
of  usually  60  to  100  %  by  volume,  most  desirably 

35  80  to  100  %  by  volume. 
The  process  for  producing  the  carbon/carbon 

composites  used  as  the  base  in  the  present  inven- 
tion  is  not  particularly  limited  and  any  known  pro- 
cess  can  be  employed. 

40  This  material  can  be  produced  by,  for  example, 
impregnating  a  textile  or  a  molding  of  the  carbon 
fiber  with  the  carbonaceous  pitch,  phenolic  resin  or 
furan  resin  and  carbonizing  it  under  atmospheric  or 
elevated  pressure  or  under  a  press.  The  impregna- 

45  tion  is  conducted  by  melting  the  carbonaceous 
pitch  or  the  like  through  heating  in  vacuum. 

The  carbonization  under  atmospheric  pressure 
can  be  conducted  by  heating  to  400  to  3,000  °  C  in 
an  atmosphere  of  an  inert  gas  such  as  argon, 

50  nitrogen  or  helium.  The  carbonization  under  ele- 
vated  pressure  can  be  conducted  by  heating  to 
400  to  3,000  °C  under  an  isostatic  pressure  of 
usually  50  to  10,000  kg/cm2,  preferably  200  to 
2,000  kg/cm2  with  an  inert  gas.  The  carbonization 

55  under  a  press  can  be  conducted  by  heating  to  400 
to  3,000  °C  under  uniaxial  pressure  of  10  to  500 
kg/cm2  with  a  hot  press  or  the  like. 
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After  the  completion  of  the  carbonization,  the 
product  can  be  preferably  carbonized  or  graphitiz- 
ed  under  atmospheric  pressure.  The  carbonization 
or  graphitization  can  be  conducted  by  heating  to 
400  to  3,000  °  C  in  an  inert  atmosphere. 

In  the  present  invention,  the  surface  of  the 
heated  carbon/carbon  composite  is  brought  into 
contact  with  an  element  or  a  compound  of  said 
element  capable  of  forming  a  heat-resistant  carbide 
thereon  to  convert  the  surface  of  the  carbon/carbon 
composite  into  carbide  ceramics  or  both  of  said 
surface  and  the  inside  thereof  by  the  chemical 
reaction  of  carbon  of  the  carbon/carbon  composite 
with  said  element  or  its  compound. 

The  carbides  include  SiC,  ZrC,  TiC,  HfC,  B+C, 
NbC  and  WC,  among  which  SiC,  ZrC,  TiC  and  HfC 
are  particularly  preferred.  The  elements  capable  of 
forming  a  heat-resistant  carbide  include  Si,  Zr,  Ti, 
Hf,  B,  Nb  and  W,  while  the  compounds  of  these 
elements  include  halides  and  hydrides  thereof.  For 
example,  Si,  S\Ck  or  SiH+  is  usable  for  forming 
SiC;  Zr  or  ZrCk  is  usable  for  forming  ZrC;  Ti  or 
TiCk  is  usable  for  forming  TiC;  and  Hf  or  HiCk  is 
usable  for  forming  HfC.  The  element  or  its  com- 
pound  capable  of  forming  a  heat-resistant  carbide 
is  used  usually  in  gaseous  form  to  be  brought  into 
contact  with  the  carbon/carbon  composite  for  reac- 
tion. 

The  carbide  forming  reaction  is  preferably  con- 
ducted  in  the  presence  of  hydrogen.  The  amount  of 
hydrogen  used  may  be  determined  without  any 
limitation  depending  on  the  reaction  temperature, 
amount  of  the  feed  gas,  amount  of  the  fiber,  struc- 
ture  of  the  furnace,  etc.  For  example,  it  is  not  larger 
than  5  parts  by  volume,  preferably  0.01  to  5  parts 
by  volume,  per  unit  volume  of  the  element  or  its 
compound  capable  of  forming  the  carbide. 

The  carbide  forming  reaction  is  preferably  con- 
ducted  under  atmospheric  or  reduced  pressure. 
The  pressure  is  usually  0.1  to  760  mmHg,  prefer- 
ably  10  to  760  mmHg  and  more  preferably  50  to 
760  mmHg. 

The  reaction  atmosphere  may  be  diluted  with 
N2,  Ar,  He,  Ne,  Kr,  Xe,  Rn  or  other  inert  gases. 

The  temperature  of  heating  the  carbon/carbon 
composite  is  usually  800  to  1,700°C,  preferably 
1,000  to  1,500°C.  When  the  temperature  is  lower 
than  800  °  C,  no  carbide  coating  having  a  sufficient 
thickness  can  be  obtained  and,  on  the  contrary, 
when  it  exceeds  1  ,700  °  C,  no  homogeneous,  dense 
carbide  coating  can  be  obtained. 

The  method  of  heating  the  carbon/carbon  com- 
posite  is  not  particularly  limited.  For  example,  a 
method  wherein  the  carbon/carbon  composite  is 
heated  with  an  induced  current,  a  method  wherein 
this  material  is  externally  heated  or  a  method 
wherein  an  electric  current  is  directly  applied  to  the 
carbon/carbon  composite  to  heat  the  latter  can  be 

employed. 
The  carbide  forming  reaction  time  can  be  de- 

termined  without  any  limitation.  It  is  usually  about  1 
min.  to  about  10  hrs. 

5  The  thickness  of  the  carbide  coating  which  is 
determined  depending  on  the  use  without  any  limi- 
tation  is  usually  0.1  to  500  urn,  preferably  0.5  to 
200  urn.  When  the  thickness  of  the  coating  film  is 
less  than  0.1  urn,  the  adhesion  between  the  car- 

io  bon/carbon  composite  and  the  coating  film  com- 
prising  a  ceramic  or  both  of  a  ceramic  and  carbon 
is  insufficient  to  cause  the  peeling  or  cracking  of 
the  coating  film. 

The  weight  gain  of  the  material  after  the  car- 
15  bide  coating  formation  is  usually  not  more  than  15 

%,  preferably  riot  more  than  10  %  and  more  pref- 
erably  not  more  than  5  %.  When  the  thickness  of 
the  carbide  coating  exceeds  1  urn,  the  strength  of 
the  carbon/carbon  composite  might  be  reduced  by 

20  the  formation  of  the  carbide  coating.  However,  a 
sufficient  strength  of  this  material  can  be  kept  by 
using  a  carbon  fiber  having  less  reactivity,  such  as 
a  high-modulus  pitch  carbon  fiber,  as  the  carbon 
fiber  which  is  the  main  factor  of  controlling  the 

25  strength  and  also  by  using  less  or  no  graphitizable 
matrix  such  as  a  thermosetting  resin. 

In  the  present  invention,  a  coating  film  com- 
prising  a  ceramic  or  both  of  a  ceramic  and  carbon 
is  formed  on  the  surface  of  the  carbide  by  vapor 

30  phase  decomposition.  This  is  usually  called  CVD 
and  includes  thermal  CVD,  plasma  CVD  and  optical 
CVD. 

The  ceramics  include  carbides,  nitrides, 
borides  and  oxides  such  as  SiC,  ZrC,  TiC,  HfC, 

35  B+C,  NbC,  WC,  TiB2,  BN  and  Si3N+,  among  which 
SiC,  ZrC,  TiC  and  HfC  are  particularly  preferred. 
These  ceramics  can  be  deposited  together  with 
carbon. 

The  CVD  gases  to  be  used  for  obtaining  the 
40  carbon  include  hydrocarbons,  particularly  those 

having  1  to  6  carbon  atoms,  such  as  methane, 
natural  gases,  propane  and  benzene. 

The  CVD  gases  to  be  used  for  obtaining  the 
ceramics  include  halides,  hydrides  and  or- 

45  ganometallic  compounds  of  elements  such  as  Si, 
Sr,  Ti,  Hf,  B,  Nb  and  W  and  mixtures  of  them  with 
the  above-described  hydrocarbon  gas,  hydrogen  or 
inert  gas.  For  example,  S\Ck,  CH3SiCl3,  (CH3)- 
2SiCb  or  SiH+  is  usable  for  forming  SiC;  ZrCk  is 

50  usable  for  forming  ZrC;  TiCk  is  usable  for  forming 
TiC;  and  HiCk  is  usable  for  forming  HfC. 

The  thickness  of  the  coating  film  is  suitably 
determined  depending  on  the  use  thereof.  It  is 
usually  1  to  2,000  urn,  preferably  5  to  1,000  urn. 

55  When  the  thickness  is  less  than  1  urn,  the  oxida- 
tion  resistance  thereof  is  insufficient. 

In  the  present  invention,  after  the  surface  or 
both  of  the  surface  and  part  of  the  inside  of  the 

3 
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carbon/carbon  composite  are  converted  into  car- 
bide  ceramics,  it  may  be  further  heat-treated.  Thus 
the  carbide  can  be  stabilized. 

The  heat  treatment  is  conducted  at  a  tempera- 
ture  of  usually  1  ,000  to  3,000  °  C,  preferably  1  ,200 
to  3,000  °C,  in  an  inert  gas  or  under  reduced 
pressure.  It  is  particularly  desirable  that  the  heat 
treatment  be  conducted  at  a  temperature  equal  to 
or  higher  than  the  carbonization  temperature.  The 
heat  treatment  time  ranges  1  min.  to  10  hrs.,  while 
the  heating  method  is  not  particularly  limited. 

The  heat  treatment  is  conducted  in  an  inert  gas 
or  under  reduced  pressure.  The  inert  gases  usable 
herein  include  N2,  Ar,  He,  Kr,  Xe  and  Rn.  The 
reduced  pressure  ranges  from  10-3  to  less  than 
760  mmHg,  preferably  0.1  to  500  mmHg. 

The  effect  of  the  present  invention  resides  in 
that  a  carbonaceous  material  free  from  the  cracking 
or  peeling  of  the  coating  film  and  having  an  ex- 
cellent  oxidation  resistance  can  be  produced. 

PREFERRED  EMBODIMENTS  OF  THE  PRESENT 
INVENTION 

The  following  Examples  will  further  illustrate 
the  present  invention,  which  by  no  means  limit  the 
invention. 

Comparative  Example  1 

SiC  was  deposited  on  the  surface  of  the  same 
carbon/carbon  composite  as  that  of  Example  1  by 

5  conducting  thermal  CVD  by  using  a  gaseous  mix- 
ture  of  CH3SiCI3  and  H2  (H2/CH3SiCI3  =10)  as  the 
starting  gas  at  1  ,350  °  C  to  form  a  coating  film. 

The  product  was  observed  with  a  scanning 
electron  microscope  to  find  that  SiC  was  deposited 

io  on  the  surface  of  the  carbon/carbon  composite. 
However,  cracks  and  peeling  were  recognized  at 
the  interface  between  the  carbon/carbon  composite 
and  the  carbide. 

is  Comparative  Example  2 

The  same  carbon/carbon  composite  as  that  of 
Example  1  was  heated  to  1,400°C  in  a  reaction 
vessel  and  kept  at  this  temperature  for  60  min. 

20  while  introducing  a  gaseous  mixture  of  S\Ck  and 
H2  (H2/SiCl4  =  0.25)  thereinto  under  atmospheric 
pressure. 

The  oxidation  resistance  of  the  product  was 
examined  in  the  same  manner  as  that  of  Example 

25  1  to  find  that  the  weight  loss  was  21  .4  %. 

Example  2 

Example  1 

A  carbon/carbon  composite  comprising  an  or- 
thogonal  three-dimensional  textile  prepared  from 
2,000  pitch  carbon  fibers  having  a  diameter  of  10 
linn  (in  Z-axis  direction)  and  4,000  same  fibers  (in 
X-axis  and  Y-axis  directions)  as  the  reinforcing  fi- 
bers  and  a  petroleum  pitch  as  the  matrix  material 
was  heated  to  1,400°C  in  a  reaction  vessel  and 
kept  at  this  temperature  for  60  min.  under  at- 
mospheric  pressure  while  introducing  a  gaseous 
mixture  of  SiCI+  and  H2  (H2/SiCI+  =  0.25) 
thereinto.  Then  SiC  was  deposited  on  the  surface 
thereof  by  using  a  gaseous  mixture  of  CH3SiCI3 
and  H2  (H2/CH3SiCI3  =  10)  as  the  starting  gas  by 
conducting  thermal  CVD  at  1  ,350  °  C  under  a  pres- 
sure  of  667  Pa  (5  Torr)  for  5  hrs.  to  form  a  coating 
film. 

The  product  was  observed  with  a  scanning 
electron  microscope  to  find  that  neither  cracks  nor 
peeling  was  recognized  on  the  surface  of  the  car- 
bon/carbon  composite,  at  the  interface  between  the 
carbon/carbon  composite  and  the  carbide,  at  the 
interface  between  the  carbide  and  tile  ceramic 
coating  or  on  the  surface  of  the  ceramic  coating. 

The  oxidation  resistance  of  the  obtained  car- 
bonaceous  material  was  examined  by  heating  it  at 
600  °C  in  air  for  2  hrs.  and  then  determining  the 
weight  change  thereof.  The  weight  loss  was  9.8  %. 

The  same  carbon/carbon  composite  as  that  of 
30  Example  1  was  healed  to  1,300°C  in  a  reaction 

vessel  and  kept  at  this  temperature  for  2  hrs.  while 
introducing  a  gaseous  mixture  of  S\Ck  and  H2  - 
(H2/SiCl4  =  0.25)  thereinto  under  atmospheric 
pressure.  Then  SiC  was  deposited  on  the  surface 

35  thereof  by  conducting  thermal  CVD  using  a  gas- 
eous  mixture  of  CH3SiCI3  and  H2  (H2/CH3SiCI3  = 
10)  as  the  starting  gas  at  1,350°C  under  a  pres- 
sure  of  6.67  kPa  (50  Torr)  for  3  hrs. 

The  product  was  observed  with  a  scanning 
40  electron  microscope  to  find  that  neither  cracks  nor 

peeling  was  recognized  on  the  surface  of  the  car- 
bon/carbon  composite,  at  the  interface  between  the 
carbon/carbon  composite  and  the  carbide,  at  the 
interface  between  the  carbide  and  the  ceramic 

45  coating  or  on  the  surface  of  the  ceramic  coating. 

Example  3 

The  same  carbon/carbon  composite  as  that  of 
50  Example  1  was  heated  to  1,300°C  in  a  reaction 

vessel  and  kept  at  this  temperature  for  2  hrs.  while 
introducing  a  gaseous  mixture  of  S\Ck  and  H2  - 
(H2/SiCl4  =  0.25)  thereinto  under  atmospheric 
pressure.  After  the  heat  treatment  at  1,700°C  in 

55  argon  gas  for  30  min.  SiC  was  deposited  on  the 
surface  thereof  by  conducting  thermal  CVD  using  a 
gaseous  mixture  of  CH3SiCI3  and  H2  (H2/CH3SiCI3 
=  10)  as  the  starting  gas  at  1,350°C  under  a 

4 



7 EP  0  428  977  B1 8 

pressure  of  6.67  kPa  (50  Torr)  for  3  hrs.  to  form 
another  coating  film. 

The  product  was  observed  with  a  scanning 
electron  microscope  to  find  that  neither  cracks  nor 
peeling  was  recognized  on  the  surface  of  the  car- 
bon/carbon  composite,  at  the  interface  between  the 
carbon/carbon  composite  and  the  carbide,  at  the 
interface  between  the  carbide  and  the  ceramic 
coating  or  on  the  surface  of  the  ceramic  coating. 

The  oxidation  resistance  of  the  product  was 
examined  in  the  same  manner  as  that  of  Example 
1  to  fined  that  the  weight  loss  was  9.1  %. 

Example  4 

The  same  carbon/carbon  composite  as  that  of 
Example  1  was  heated  to  1,300°C  in  a  reaction 
vessel  and  kept  at  this  temperature  for  2  hrs.  while 
introducing  a  gaseous  mixture  of  S\Ck  and  H2  - 
(H2/SiCl4  =  0.25)  thereinto  under  atmospheric 
pressure.  Then  it  was  subjected  to  thermal  CVD  by 
feeding  40  cm3/min.  (under  normal  conditions)  of 
C3H8  as  the  starting  gas  onto  its  surface  at 
1,150°C  under  a  pressure  of  6.67  kPa  (50  Torr). 
Then  the  pressure  was  altered  to  13.3  kPa  (100 
Torr)  and  the  starting  gas  was  replaced  with  a 
gaseous  mixture  of  C3H8  (40  cm3/min.),  S\Ck  (170 
cm3/min.)  and  H2  (700  cm3/min.)  (under  normal 
conditions)  to  deposit  SiC  and  carbon  on  the  sur- 
face  thereof,  thereby  forming  a  coating  film. 

The  product  was  observed  with  a  scanning 
electron  microscope  to  find  that  neither  cracks  not 
peeling  was  observed  on  the  surface  of  the  car- 
bon/carbon  composite  or  at  the  interface  between 
the  carbon/carbon  composite  and  the  coating  film. 

Claims 

1.  A  process  for  producing  a  carbon/carbon  com- 
posite  having  a  ceramic  coating  or  a  ceramic 
and  carbon  coating  characterized  by  the  steps: 

(a)  heating  a  carbon/carbon  composite  at  a 
temperature  of  from  800  to  1700°C, 
(b)  contacting  the  thus  heated  composite  in 
the  presence  of  hydrogen  with  at  least  one 
compound  selected  from  the  group  consist- 
ing  of  halides  and  hydrides  of  Si,  Zr,  Ti,  Hf, 
B,  Nb  and  W  in  gaseous  form,  optionally  in 
the  presence  of  an  inert  gas,  to  convert  the 
outer  surface  of  the  carbon/carbon  compos- 
ite  or  both  said  outer  surface  and  part  of  the 
inside  of  the  carbon/carbon  composite  into 
a  carbide  ceramic,  and 
(c)  forming  a  coating  film  consisting  of  ce- 
ramic  or  both  ceramic  and  carbon  by  vapor 
phase  decomposition  of  at  least  one  com- 
pound  selected  from  the  group  consisting  of 
halides,  hydrides  and  organometallic  com- 

pounds  of  Si,  Zr,  Ti,  Hf,  B,  Nb  and  W  or  of 
a  mixture  of  at  least  one  of  said  compounds 
and  a  gaseous  hydrocarbon,  optionally  in 
the  presence  of  hydrogen  or  an  inert  gas, 

5  on  said  carbide  ceramic. 

Patentanspruche 

1.  Verfahren  zur  Herstellung  eines  Kohlen- 
10  stoff/Kohlenstoffverbundstoffs,  der  einen  Kera- 

mikuberzug  oder  einen  Keramik-und-Kohlen- 
stoff-Uberzug  aufweist,  gekennzeichnet  durch 
die  Stufen: 

(a)  Erhitzen  eines  Kohlen- 
15  stoff/Kohlenstoffverbundstoffs  auf  eine  Tem- 

peratur  von  800  bis  1700°C, 
(b)  in  Kontakt  bringen  des  so  erhitzten  Ver- 
bundstoffs  in  Gegenwart  von  Wasserstoff 
mit  mindestens  einer  Verbindung,  ausge- 

20  wahlt  aus  der  Gruppe  bestehend  aus  Halo- 
geniden  und  Hydriden  von  Si,  Zr,  Ti,  Hf,  B, 
Nb  und  W  in  gasformiger  Form,  gegebe- 
nenfalls  in  Gegenwart  eines  Inertgases,  urn 
die  auBere  Oberflache  des  Kohlen- 

25  stoff/Kohlenstoffverbundstoffs  oder  sowohl 
die  auBere  Oberflache  als  auch  einen  Teil 
des  Inneren  des  Kohlen- 
stoff/Kohlenstoffverbundstoffs  in  eine  Car- 
bidkeramik  umzuwandeln,  und 

30  (c)  Bildung  eines  Uberzugsfilms,  bestehend 
aus  Keramik  oder  aus  sowohl  Keramik  als 
auch  Kohlenstoff,  durch  Gasphasenzerset- 
zung  mindestens  einer  Verbindung,  ausge- 
wahlt  aus  der  Gruppe  bestehend  aus  Halo- 

35  geniden,  Hydriden  und  organometallischen 
Verbindungen  von  Si,  Zr,  Ti,  Hf,  B,  Nb  und 
W,  oder  eines  Gemisches  mindestens  einer 
der  genannten  Verbindungen  und  eines 
gasformigen  Kohlenwasserstoffs,  gegebe- 

40  nenfalls  in  Gegenwart  von  Wasserstoff  oder 
eines  Inertgases,  auf  der  genannten  Carbid- 
keramik. 

Revendicatlons 
45 

1.  Procede  de  production  d'un  composite  carbo- 
ne/carbone  ayant  un  revetement  de  ceramique 
ou  un  revetement  de  ceramique  et  de  carbone 
caracterise  par  les  etapes  de  : 

50  (a)  chauffage  d'un  composite  carbo- 
ne/carbone  a  une  temperature  comprise  en- 
tre  800  a  1  700  0  C, 
(b)  mise  en  contact  du  composite  ainsi 
chauffe  en  presence  d'hydrogene  avec  au 

55  moins  un  compose  choisi  dans  le  groupe 
constitue  des  halogenures  et  des  hydrures 
de  Si,  Zr,  Ti,  Hf,  B,  Nb  et  W  sous  forme 
gazeuse,  facultativement  en  presence  d'un 

5 
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gaz  inerte,  pour  convertir  la  surface  exte- 
rieure  du  composite  carbone/carbone  ou  a 
la  fois  la  surface  exterieure  et  la  partie  inte- 
rieure  du  composite  carbone/carbone  en 
une  ceramique  de  carbure,  et  5 
(c)  formation  d'un  film  de  revetement  com- 
pose  de  ceramique  ou  a  la  fois  de  cerami- 
que  et  de  carbone  par  decomposition  en 
phase  vapeur  d'au  moins  un  compose  choi- 
si  dans  le  groupe  compose  des  halogenu-  10 
res,  des  hydrures  et  des  composes  organo- 
metalliques  de  Si,  Zr,  Ti,  Hf,  B,  Nb  et  W  ou 
d'un  melange  d'au  moins  un  desdits  com- 
poses  et  d'un  hydrocarbure  gazeux,  faculta- 
tivement  en  presence  d'hydrogene  ou  d'un  is 
gaz  inerte,  sur  ladite  ceramique  de  carbure. 
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