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Description 

BACKGROUND  OF  THE  INVENTION 

FIELD  OF  THE  INVENTION 

The  present  invention  relates  to  conductive 
metal  powders  having  excellent  resistance  to  oxida- 
tion  and  minimum  electromigration.  They  are  used 
for  electromagnetic  shielding  and  for  preventing 
static  charges  or,  alternatively,  as  conductive  ma- 
terials,  etc.  The  present  invention  also  relates  to  a 
process  for  preparation  and  use  of  the  conductive 
metal  powders. 

RELATED  ART 

As  conductive  powders,  silver,  copper,  nickel, 
cobalt,  iron,  stainless  steel,  carbon  or  silver-plated 
copper  powders  are  known  (Japanese  Patent  Pub- 
lication  No.  47-3019,  Japanese  Patent  Application 
Laid-Open  Nos.  60-243277  and  61-163975). 

There  are  problems  associated  with  each  of 
the  conductive  powders  known  to  the  prior  art.  For 
example,  silver  is  a  rare  metal  and  expensive  and 
also  susceptible  to  electromigration.  Copper,  nickel, 
cobalt,  iron  and  stainless  steel  suffer  from  serious 
reduction  in  conductivity.  The  reduction  in  con- 
ductivity  results  from  oxidation  of  the  surface  ma- 
terial.  Conductivity  of  carbon  is  insufficient.  Silver 
plating  not  only  involves  complicated  and  trouble- 
some  plating  steps  but  also  plated  silver  tends  to 
deteriorate  quickly  and  peel-off  due  to  poor  adhe- 
sion  of  silver  and  is  susceptible  to  electromigration. 

U.S.  Patent  No.  3,305,356  discloses  a  method 
for  preparing  powders  by  atomizing  a  silver-copper 
eutectic  alloy  (72%  by  weight  silver)  in  a  nitrogen 
atmosphere  at  a  temperature  of  875°  C  at  100  p.s.i. 
(6*89  x  105  Pa),  which  was  the  upper  limit  of 
pressure  for  a  gas  atomization  apparatus  at  that 
time. 

Powders  of  alloys  of  silver,  tin,  and  copper, 
used  for  dental  amalgams,  are  known.  For  exam- 
ple,  in  U.S.  Patent  No.  3,871,876  (corresponding  to 
Japanese  Patent  Publication  No.  54-35860),  there 
is  disclosed  a  method  for  preparing  spheroidal 
powders  which  comprises  gas  atomization  of  a 
molten  mass  composed  of  silver,  tin  and  copper 
using  a  gaseous  stream  (advantageously  an  inert 
gas  stream),  following  the  teaching  of  U.S.  Patent 
No.  3,253,783.  U.S.  Patent  No.  3,253,783  discloses 
that  the  pressure  of  atomized  gas  is  in  the  range  of 
70  to  1000  p.s.i  (4*  8-68*  9  x  105  Pa). 

According  to  U.S.  Patent  No.  3,871,876  molten 
fine-sized  droplets  of  the  desired  composition  are 
cooled  in  a  manner  to  effect  progressive  solidifica- 
tion  during  cooling,  commencing  on  the  surface 
and  moving  inwardly  thereof.  Tin  solidifies  in  the 

inner  part  in  a  high  concentration  since  its  melting 
point  is  lower  than  that  of  each  of  the  other  metals 
present.  As  a  result,  the  outer  surface  of  each 
particle  contains  a  higher  concentration  of  copper 

5  and  silver  and  thus  has  a  higher  melting  point, 
whereas  the  tin-rich  phase,  which  has  a  lower  melt- 
ing  point,  is  concentrated  in  the  inner  part  of  each 
particle.  When  the  particles  are  washed  with  a 
hydrochloric  acid  solution,  tin  present  on  the  sur- 

io  face  is  dissolved  from  the  outer  surface  so  that  the 
concentration  of  silver  and  copper  on  the  surface 
increases  and,  at  the  same  time,  the  surface  of  the 
particles  becomes  spongy  in  appearance.  {Since 
the  ionization  tendency  decreases  in  the  order  of 

75  tin,  copper  and  silver  [cf.,  e.g.,  RIKAGAKU  JITEN 
(Encyclopedia  of  Physics  and  Chemistry),  4th  edi- 
tion,  page  64,  published  by  I  WAN  AM  I  Publishing 
Co.,  Tokyo,  Japan],  when  the  particles  are  washed 
with  an  aqueous  hydrochloric  acid  solution,  tin  is 

20  dissolved  mainly  from  the  surface  in  the  largest 
amount  among  the  three  kinds  of  metals;  copper  is 
dissolved  in  a  less  amount  than  that  of  tin;  and 
silver  is  not  dissolved  at  all}.  In  the  powders  pre- 
pared  by  this  method,  it  is  said  that  the  surface  of 

25  the  particle  is  silver-rich,  the  inner  part  is  tin-rich 
and  copper  is  uniformly  distributed  in  general.  Pre- 
sumably,  the  structure  of  alloy  powders  disclosed 
in  this  prior  art  would  be  derived  from  the  proce- 
dure  stated  below:  As  droplets  of  a  molten  metal 

30  begin  to  solidify  at  their  surface  and  progressively 
toward  the  core,  silver  and  copper  (which  solidify  at 
an  early  stage,  owing  to  their  higher  melting  points) 
solidify  at  the  surface,  and  tin,  which  solidifies  at  a 
later  stage  owing  to  its  lower  melting  point,  solidi- 

35  fies  in  the  inner  part.  In  the  succeeding  washing 
procedure  with  an  aqueous  hydrochloric  acid  solu- 
tion,  metals  in  the  surface  dissolve  out  in  the  order 
of  Sn  >  Cu  >  Ag  =  0  in  accordance  with  a 
decrease  in  the  ionization  tendency.  Since  both 

40  silver  and  copper  solidify  on  the  surface  in  a  higher 
concentration  during  the  course  of  the  gas  atomiza- 
tion  procedure,  the  difference  between  silver  and 
copper  in  their  distribution  in  the  particle  is  pre- 
sumably  caused  during  the  course  of  washing  with 

45  hydrochloric  acid. 

SUMMARY  OF  THE  INVENTION 

An  object  of  the  present  invention  is  to  provide 
50  conductive  metal  powder  which  contains  a  small 

amount  of  silver.  The  powder  has  a  high  conductiv- 
ity,  is  free  of  reduction  in  conductivity  with  passage 
of  time,  and  is  virtually  free  from  electromigration. 
Another  object  of  the  present  invention  is  to  pro- 

55  vide  a  method  for  use  of  such  conductive  metal 
powder. 

The  term  "electromigration"  as  used  herein 
refers  to  a  phenomenon  in  which  silver  migrates 
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between  silver  conductors  separated  by  insulators 
in  an  electric  field  to  lead  to  deteriorated  insulation 
and  shorting.  The  phenomenon  involves  electro- 
chemical  phenomena,  i.e.,  ionization  of  silver,  and 
is  accelerated  by  the  hygroscopicity  of  insulators. 

As  a  result  of  extensive  investigation  on  con- 
ductive  powder  free  of  the  foregoing  problems,  the 
present  inventors  have  discovered  conductive  met- 
al  which  has  an  average  composition  represented 
by  Agx  M *̂  (wherein  M  is  at  least  one  metal 
selected  from  Ni,  Co,  Cu  and  Fe;  0.01   ̂ x   ̂ 0.4) 
and  has  a  region  wherein  silver  concentration  pro- 
gressively  increases  on  moving  from  the  core  or 
inner  part  toward  the  surface  of  each  powder  par- 
ticle. 

Claim  7  refers  to  a  method  of  preparing  the 
same  whilst  claim  11  refers  to  a  conductive  paste 
comprising  said  metal  powder  and  claim  14  refers 
to  a  printing  paste  based  thereon.  Claims  15,  16 
and  17  relate  to  a  conductive  adhesive  composi- 
tion,  a  shielding  layer  for  electromagnetic  interfer- 
ence  and  a  lead  for  a  printed  circuit  respectively. 

BRIEF  DESCRIPTION  OF  THE  DRAWINGS 

Fig  1  shows  the  core  part  of  a  high  pressure 
gas  atomization  apparatus,  wherein  symbol  "a"  is  a 
crucible  for  melting  a  metal;  symbol  "b"  is  a  nozzle 
equipped  with  the  crucible;  symbols  "c"  and  "d" 
are  a  plurality  of  nozzles  for  atomizing  gas  which 
surrounds  "b"  and  are  connected  with  high  pres- 
sure  gas  lines. 

Fig.  2  is  a  microscopic  picture  of  spherical 
metal  powder  particles  in  accordance  with  the 
present  invention. 

Fig.  3  is  a  microscopic  picture  of  the  flaky 
metal  powder  of  the  present  invention. 

DETAILED  DESCRIPTION  OF  PREFERRED  EM- 
BODIMENTS 

The  conductive  metal  powder  of  the  present 
invention  is  composed  of  silver  and  M  (wherein  M 
is  at  least  one  metal  selected  from  Ni,  Co,  Cu  and 
Fe).  As  M,  at  least  one  metal  selected  from  Cu  and 
Ni  is  preferred. 

x  is  not  smaller  than  0.01  and  is  not  greater 
than  0.4,  but  inclusive.  With  less  than  0.01,  resis- 
tance  to  oxidation  is  poor,  and  conductivity  deterio- 
rates  with  passage  of  time.  It  is  unnecessary  and 
wasteful  to  use  rare  and  expensive  silver  in  excess 
of  0.4.  With  more  than  0.4,  electromigration  tends 
to  occur  readily.  Preferably  X  is  shown  by  0.02   ̂ x 
<  0.2. 

In  the  conductive  metal  powder  of  the  present 
invention  each  powder  particle  has  a  region 
wherein  a  silver  concentration  progressively  in- 
creases  on  moving  from  the  core  or  inner  part 

toward  the  surface  of  the  particle.  It  is  preferred 
that  the  silver  concentration  on  the  surface  is  2.1 
times  or  more  than  the  average  silver  concentra- 
tion,  more  preferably  from  3  to  20  times.  The  most 

5  preferable  concentration  is  from  6  to  15  times. 
Herein  the  term  "silver  concentration"  is  used 

to  mean  Ag/(Ag  +  M)  (atomic  ration,  wherein  M  is 
at  least  one  metal  selected  from  Ni,  Co,  Cu,  and 
Fe).  The  silver  concentration  at  or  around  the  sur- 

io  face  is  determined  by  the  following  method  using 
XPS  (X-ray  photoelectron  spectrometer). 

Apparatus:  an  XPS,  manufactured  by  KRATOS 
Co.,  Ltd.,  England,  type  XSAM800. 

Fixing  of  Specimen:  Specimen  powders  were 
is  so  attached  to  a  pressure  sensitive  adhesive 

double-coated  tape  as  to  completely  cover  the  top 
previously  attached  to  the  specimen  stand. 

Etching  conditions:  Argon  ion  gas  was  used 
with  accelerating  voltage  of  3  KEV.  The  incidence 

20  angle  of  an  argon  ion  beam  was  45  °  to  the  speci- 
men.  The  pressure  of  the  analysis  chamber  was 
10-7  torr  (1*3  x  10-5  Pa).  The  period  for  each 
etching  was  10  minutes. 

Estimation  of  the  concentration  of  silver:  X-ray 
25  beam  (Ka  line  of  Magnesium,  voltage:  12  Kv,  cur- 

rent  10  mA)  is  applied  to  the  specimen.  The 
photoelectron  receiver  was  set  in  perpendicular  to 
the  specimens.  The  pressure  of  the  analysis  cham- 
ber  was  10-8  torr  (1*3  x  10_G  Pa).  Each  measure- 

30  ment  of  silver  concentration  was  performed  after 
each  etching.  The  measurements  were  repeated  5 
times,  and  the  silver  concentration  on  the  surface 
of  the  particle  was  defined  as  the  mean  value  of 
the  silver  concentration  of  the  initial  two  measure- 

35  ments. 
A  mean  silver  concentration  was  determined 

using  ICP  (high  frequency  induction  connected 
plasma  spectrometer)  after  dissolving  a  sample  in 
concentrated  nitric  acid. 

40  Preferred  shapes  of  the  conductive  metal  pow- 
der  particles  of  the  present  invention  are  spherical 
and  flaky.  In  the  case  of  the  spherical  particles  the 
average  diameter  is  preferably  from  1  to  100 
microns,  more  preferably  from  1  to  30  microns.  In 

45  the  case  of  flaky  particles  (i.e.,  the  extended 
piece),  the  average  diameter  (when  a  long  diameter 
and  a  short  diameter  are  present,  the  average 
diameter  being  an  average  of  both  diameters)  is 
preferably  from  1  to  100  microns,  more  preferably 

50  from  10  to  30  microns.  A  ratio  of  the  diameter  to 
thickness  is  preferably  3  or  more,  more  preferably 
from  10  to  100  in  the  case  of  flaky  particles.  For 
measurement  of  the  shape,  a  scanning  electron 
microscope  was  used.  The  average  diameter  is 

55  calculated  from  data  of  100  pieces. 
To  prepare  the  conductive  metal  powder  hav- 

ing  an  average  composition  represented  by  Agx 
M x̂  (wherein  M  is  at  least  one  metal  selected  from 
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Ni,  Co,  Cu  and  Fe:  0.01   ̂ x   ̂ 0.4)  and  having  the 
region  wherein  a  silver  concentration  progressively 
increases  on  moving  from  the  core  or  inner  part 
toward  the  surface  (hereafter  referred  to  as  metal 
powder  of  the  present  invention),  a  molten  metal 
having  a  composition  of  Agx  M x̂  (wherein  M  is  at 
least  one  metal  selected  from  Ni,  Co,  Cu  and  Fe; 
0.01   ̂ x   ̂ 0.4)  is  solidified  rapidly  in  an  inert  gas 
atmosphere  to  yield  a  molten  metal  powder. 

The  inert  gas  is  a  gas  that  does  not  react  at  all 
or  reacts  only  extremely  slowly  and  to  only  a 
minimal  extent  with  a  molten  mass  of  M  (wherein 
M  is  at  least  one  metal  selected  from  Ni,  Co,  Cu 
and  Fe)  (hereafter  referred  to  as  molten  metal  of 
the  present  invention).  Examples  of  the  inert  gas 
are  argon,  helium,  nitrogen  and  mixtures  thereof. 

For  rapid  solidification  in  the  form  of  fine  par- 
ticles,  there  are  several  methods.  The  molten  metal 
of  the  present  invention  is,  e.g.,  ejected  from  a 
crucible  to  impinge  on  a  high  speed  rotor  having 
good  thermal  conductivity.  Alternatively,  an  inert 
gas  under  high  pressure  is  jetted  through  nozzles, 
etc.,  to  and  through  a  stream  of  molten  metal  of  the 
present  invention  ejected  from  a  crucible  so  that 
the  generated  highspeed  stream  of  inert  gas  im- 
pinges  against  and  atomizes  the  molten  metal  of 
the  present  invention  (high  pressure  gas  atomiza- 
tion),  etc.  High  pressure  gas  atomization  is  pre- 
ferred.  The  core  part  of  the  high  pressure  gas 
atomization  apparatus  is  shown  in  Fig.  1.  The  mix- 
ture  of  the  metals  of  the  composition  of  this  inven- 
tion  is  charged  in  the  crucible  (symbol  a),  is  heated 
with  such  as  high  frequency  induction  heater  and 
the  mixture  is  molted.  The  molten  mixture  is  eject- 
ed  from  the  nozzle  (symbol  b)  which  is  attached  to 
the  bottom  of  the  crucible  (symbol  a).  A  high 
pressure  gas  is  jetted  through  the  nozzles  (symbol 
c  and  d)  to  expand  adiabatically,  a  high  speed  gas 
stream  is  generated  and  the  generated  gas  stream 
impinges  on  the  ejected  molten  metal  stream.  The 
gas  used  is  advantageously  inert  gas.  A  gas  pres- 
sure  is  preferably  at  least  50  kg/cm2g,  more  prefer- 
ably  70  kg/cm2g  or  more  and  most  preferably  100 
kg/cm2g  or  more.  The  inner  diameter  of  the  nozzles 
(symbol  c  and  d)  is  preferably  between  0.1  and  2 
mm  and  more  preferably  between  0.5  and  1.5  mm. 
The  angle  between  the  stream  of  the  molten  metal 
and  that  of  gas  jetted  is  preferably  between  2  and 
80  degree  and  more  preferably  between  30  and  60 
degree. 

A  velocity  of  the  high  speed  gas  stream  is 
preferably  100  m/sec  at  the  impingement  position 
against  the  molten  metal  or  more,  and  more  prefer- 
ably  300  m/sec  or  more.  The  most  preferable  ve- 
locity  is  600  m/sec  or  more.  A  weight  ratio  of  the 
gas  to  the  molten  metal  is  preferably  2  or  more, 
and  more  preferably  10  or  more.  The  most  prefer- 
able  weight  ratio  is  10  to  2000. 

In  the  method  for  preparing  the  conductive 
metal  powder  of  the  present  invention,  a  cooling 
rate  for  solidifying  the  molten  metal  is  preferably 
102*C/sec  or  more,  and  more  preferably 

5  103*C/sec  or  more. 
Where  a  rotor  is  used  in  the  preparation  of  the 

conductive  metal  powders  of  the  present  invention, 
materials  for  the  rotor  are  preferably  metals  having 
a  good  thermal  conductivity,  such  as  copper,  cop- 

io  per  alloys,  stainless  steel,  etc.  The  shape  of  the 
rotor  is  advantageously  conical  or  disc-like.  The 
linear  running  velocity  of  the  rotor  is  preferably 
1000  to  10000  m/min,  more  preferably  1000  to 
5000  m/min,  at  the  impingement  position  against 

is  the  molten  metal.  The  ejection  rate  of  the  metal  is 
preferably  between  1  and  1  ,000  g/sec,  more  prefer- 
ably,  between  10  and  30  g/sec.  The  distance  from 
the  tip  of  the  nozzle  through  which  a  molten  mix- 
ture  is  ejected  to  the  point  of  the  rotor  at  which  the 

20  stream  of  the  molten  metal  impinges  is  preferably 
between  3  and  50  cm  and,  more  preferably,  be- 
tween  5  and  15  cm.  The  rotor  may  also  be 
equipped  with  a  cooling  mechanism. 

The  conductive  metal  flaky-form  powder  is  op- 
25  tionally  fabricated  through,  e.g.,  milling  powder  ob- 

tained  with  rapid  solidification  of  the  metal.  The 
metallic  conductive  powders  of  the  present  flaky 
shape  may  be  fabricated  through  extending  the 
powders  thus  obtained  by  rapidly  solidifying  the 

30  molten  metal  of  the  present  invention. 
For  extending  the  powders  obtained  by  rapidly 

solidifying  the  molten  metal  of  the  present  inven- 
tion,  there  is,  for  example,  a  method  for  mechanical 
extension  using  a  ball  mill,  etc.  It  is  preferred  to 

35  perform  extension  in  an  inert  or  reductive  atmo- 
sphere,  more  preferably  in  an  inert  liquid.  As  the 
inert  liquid,  there  are  organic  solvents,  such  as 
mineral  spirits,  solvent  naphtha,  etc.  The  amount  of 
inert  liquid  is  preferably  from  1  to  1000  ml/g  of 

40  powder.  In  this  case,  known  dispersing  aids  may 
also  be  added. 

A  mechanism  for  forming  conductive  powder  of 
the  present  invention  involves  concentrating  low 
melting  silver  on  the  surface  of  powder  particles 

45  but  this  is  not  intended  to  limit  the  scope  of  the 
invention.  By  a  high  speed  gas  stream,  droplets  of 
molten  metal  are  formed,  and  rapid  solidification  of 
the  droplets  occurs  while  they  are  impelled  at  a 
high  speed  accompanied  by  a  high-speed  gas 

50  stream.  As  the  rapid  solidifying  process  proceeds 
under  such  circumstances,  the  liquid  phase,  rich 
with  low  melting  silver,  presumably  comes  onto  the 
surface  during  the  solidification  and  then  solidifies 
on  the  surface  with  delay,  thereby  preparing  pow- 

55  ders  rich  in  silver  on  the  surface  of  the  particle. 
The  conductive  metal  powders  of  the  present 

invention  are  prepared  by  rapidly  solidifying  the 
molten  metal  by  high  pressure  gas  atomization, 
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etc.  The  method  of  the  present  invention  provides 
a  smooth  surface  since  washing  with  hydrochloric 
acid  is  omitted. 

The  conductive  metal  powder  of  the  present 
invention  is  useful  as  conductive  material  for  elec- 
tric  circuits,  etc.  Preferred  examples  of  application 
include  electric  leads  to  or  between  electric  circuit 
elements,  electrodes  for  the  elements,  such  as 
resistance,  condenser,  etc.,  adhesive  with  conduc- 
tivity,  membrane  for  shielding  electromagnetic  in- 
terference,  etc.  When  the  conductive  metal  powder 
of  the  present  invention  is  utilized  as  above,  it  is 
advantageous  to  apply  powder  in  a  paste  form, 
which  is  prepared  by  adding  a  binder  to  the  pow- 
der  (such  a  paste  is  generally  termed  a  conductive 
paste  but  may  also  be  called  a  conductive  paint  or 
a  conductive  adhesive  depending  upon  the  applica- 
tion.  For  the  application  procedure,  printing,  such 
as  screen  printing,  etc.,  coating  and  the  like  are 
used.  Particles  of  a  conductive  metal  powder  of  the 
present  invention  are  preferably  in  a  spherical  or 
flaky  form,  or  a  mixture  thereof.  After  the  conduc- 
tive  paste  of  the  present  invention  is  applied,  a 
heat  treatment  may  also  be  performed  to  improve 
contact  between  the  conductive  powder  particles. 
The  binder  used  for  the  conductive  paste  of  the 
present  invention  is  preferably  an  organic  binder  in 
view  of  processability,  mechanical  strength,  etc.  In 
the  case  of  using  organic  binder,  the  conductive 
metal  powder  is  advantageously  composed  of  flaky 
particles  in  iew  of  conductivity.  The  organic  binder 
used  is  preferably  an  organic  resin,  such  as  ther- 
moset  resin,  photocurable  resin,  irradiation-curable 
resin,  thermoplastic  resin  and  the  like.  Examples  of 
the  organic  binder  include  epoxy  resin,  phenolic 
resin,  urethane  resin,  acrylic  resin,  etc. 

In  order  to  improve  processability  of  the  con- 
ductive  paste  of  the  present  invention,  a  solvent 
may  also  be  used.  It  is  advantageous  to  incor- 
porate  a  small  quantity  of  carboxylic  acid  (higher 
fatty  acids,  such  as  linoleic  acid,  palmitic  acid,  etc., 
or  oxycarboxylic  acids,  such  as  maleic  acid  and 
the  like)  to  improve  the  conductivity,  into  the  con- 
ductive  paste  of  the  present  invention,  though  it  is 
not  essential.  When  a  carboxylic  acid  is  added,  the 
amount  thereof  is  preferably  from  0.1  to  10  wt%. 

Example  1 

Copper  powder  (purity  of  99.9%  or  more,  man- 
ufacturer  by  KOJUNDO  KAGAKU  K.K).  63  g,  was 
mixed  with  5  g  of  silver  powder  (purity  of  99.9%  or 
more,  manufactured  by  KOJUNDO  KAGAKU  K.K.). 
The  mixture  was  charged  into  a  graphite  crucible 
(equipped  with  a  nozzle),  melted  in  an  argon  at- 
mosphere  with  a  high  frequency  induction  heater 
and  heated  up  to  1300°C.  The  molten  mass  was 
ejected  from  the  nozzle  for  10  seconds  in  an  argon 

atmosphere  under  roughly  atmospheric  pressure. 
At  the  same  time,  1  .7  NTPm3  of  argon  gas  up  in  a 
high-pressure  cylinder  (with  cylinder  pressure  of 
150  atms  (1*51  x  107  Pa)),  which  was  connected 

5  to  the  nozzles  through  tubes,  was  jetted  from  the 
nozzles  toward  the  ejected  molten  mass  (gas  linear 
velocity  of  200  m/sec). 

The  ejected  molten  mass  was  thus  atomized 
and  rapidly  solidified  in  the  gas  stream.  The  weight 

io  by  weight  ratio  of  the  velocity  of  gas  to  the  velocity 
of  molten  mass  was  45.  The  resulting  powder  par- 
ticles  were  observed  and  found  to  be  spherical 
(mean  diameter  of  35  urn)  with  a  scanning  electron 
microscope.  In  Fig.  2,  an  electron  microscopic  pic- 

15  ture  of  the  particles  is  shown. 
The  obtained  particles  of  15  urn  or  less  in 

diameter  were  milled  with  a  vibration  ball  mill 
packed  with  15  mm<#>  stainless  balls  in  100  ml  of 
mineral  spirits  in  a  nitrogen  atmosphere.  The  mean 

20  diameter  and  mean  thickness  of  the  resulting  flaky 
particles  were  22  urn  and  1.2  urn,  respectively.  An 
electroscopic  picture  of  the  particles  is  shown  in 
Fig.  3.  The  obtained  powder  particles  were  ana- 
lyzed  using  XPS.  The  measurement  data  for  Ag/- 

25  (Ag  +  Cu)  (atomic  ratio)  were  0.4,  0.34,  0.31  ,  0.27 
and  0.22,  moving  from  the  surface  toward  the  inner 
part  with  etching  and  measurement.  The  silver  con- 
centration  on  the  surface  was  0.37.  The  mean 
silver  concentration  (Ag/(Ag  +  Cu),  atomic  ratio, 

30  determined  with  ICP  was  0.0448,  indicating  that  the 
silver  concentration  on  the  surface  was  8.3  times 
that  of  the  mean  silver  concentration. 

The  flaky  powder  particles,  3  g,  were  dispersed 
in  a  solution  composed  of  2  g  of  commercially 

35  available  acrylic  thermoplastic  resin,  0.5  g  of  ethyl 
cellosolve  and  0.15  g  of  linoleic  acid.  A  polyester 
film  was  coated  with  the  resulting  dispersion  of  the 
present  powder,  which  was  dried  at  50  °  C.  The 
thickness  of  the  coating  layer  [determined  with  the 

40  difference  measured  by  using  a  surface  contour 
measuring  instrument  (Surfcom  770  purchased 
from  Tokyo  Seimitsu  Co.)]  was  20  urn.  Volume 
resistivity  determined  by  the  bridge  method  was  3 
X  10_+n*cm.  The  film  was  allowed  to  stand  in  the 

45  air  at  80  °C  for  400  hours  under  a  relative  humidity 
of  70%.  No  substantial  change  in  volume  resistivity 
was  noted. 

Example  2 
50 

Copper  powder,  63  g,  having  the  same  purity 
as  used  in  Example  1  ,  was  mixed  with  5  g  of  silver 
powder.  The  mixture  was  charged  into  a  graphite 
crucible  equipped  with  a  nozzle  and  melted  in  an 

55  argon  atmosphere  with  a  high  frequency  induction 
heater  and  was  heated  up  to  1350°C.  The  molten 
mass  was  ejected  for  10  seconds  from  the  nozzle 
under  atmospheric  pressure.  At  the  same  time,  2 

5 
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NTPm3  of  argon  gas  [in  a  high  pressure  cylinder 
(cylinder  pressure  of  150  atms  (1*5  x  107  Pa)) 
which  was  connected  to  nozzles  through  tubes] 
was  jetted  from  the  nozzles  toward  the  ejected 
molten  mass  (gas  linear  velocity  of  160  m/sec). 
The  weight  by  weight  ratio  of  the  velocity  of  gas  to 
the  velocity  of  molten  mass  was  53.  The  resulting 
powder  particles  had  a  mean  diameter  of  20  urn. 
Among  the  powder  particles  obtained,  the  powder 
particles  of  10  urn  or  less  were  suspended  in  100 
ml  of  mineral  spirits  in  a  nitrogen  atmosphere  and 
placed  on  a  vibration  ball  mill.  Flaky  particles  hav- 
ing  a  mean  diameter  of  35  urn  and  a  mean  thick- 
ness  of  0.5  urn  were  obtained. 

The  obtained  flaky  powder  was  analyzed  using 
XPS.  The  measurement  data  for  (Ag/(Ag  +  Cu) 
were  0.354,  0.34,  0.32,  0.28  and  0.24  on  moving 
from  the  surface  toward  the  inner  part  with  etching 
and  measurement.  The  silver  concentration  on  the 
surface  was  0.347.  The  mean  silver  concentration 
was  0.0447,  indicating  that  the  silver  concentration 
on  the  surface  was  7.7  times  that  of  the  mean 
silver  concentration. 

Flaky  powder,  3  g,  was  dispersed  in  a  solution 
composed  of  2  g  of  commercially  available  acrylic 
thermoplastic  resin  and  0.5  g  of  ethyl  cellosolve.  A 
polyester  film  was  coated  with  the  resulting  disper- 
sion  containing  the  present  powder.  The  thickness 
of  the  coated  layer  was  25  urn.  Volume  resistivity 
determined  by  the  bridge  method  was  4  x  10_+ 
O'cm.  The  film  was  allowed  to  stand  in  the  at- 
mosphere  at  80  °  C  for  400  hours  under  a  relative 
humidity  of  75%.  No  substantial  change  in  volume 
resistivity  was  noted. 

Example  3 

Copper  powder,  150  g,  having  the  same  purity 
as  used  in  Example  1,  was  mixed  with  40  g  of 
silver  powder.  The  mixture  was  charged  in  a  graph- 
ite  crucible  equipped  with  a  nozzle  and  melted  in  a 
helium  atmosphere  with  a  high  frequency  induction 
heater  and  was  heated  up  to  1360°C.  The  molten 
mass  was  ejected  into  a  helium  atmosphere  under 
atmospheric  pressure  from  the  nozzle.  At  the  same 
time,  4  NTPm3  of  helium  gas  in  a  high  pressure 
cylinder  (cylinder  pressure  of  200  atms  (2*02  x 
107  Pa)),  which  was  connected  to  nozzle  through 
tubes,  was  injected  from  the  nozzles  toward  the 
molten  mass  (gas  linear  velocity  of  300  m/sec)  to 
solidify  the  molten  mass  rapidly.  The  weight  by 
weight  ratio  of  the  mass  velocity  of  gas  to  the 
velocity  of  molten  mass  was  3.5.  The  resulting 
powder  was  composed  of  spherical  particles  having 
a  mean  particle  diameter  of  21  urn.  The  obtained 
powder  (have  a  particle  size  of  10  urn  or  less)  was 
subjected  to  ball  milling  in  a  manner  of  similar  to 
that  of  Example  2.  The  resulting  flaky  particles  had 

a  mean  diameter  of  20  urn  and  a  mean  thickness 
of  1  urn.  The  resulting  powder  was  analyzed  using 
XPS.  The  measurement  data  of  Ag/(Ag  +  Cu)  were 
0.85  0.82,  0.80,  0.76  and  0.75  on  moving  from  the 

5  surface  toward  the  inner  part  with  etching  and 
measurement.  The  silver  concentration  on  the  sur- 
face  was  0.835.  The  mean  silver  concentration  was 
0.13.  The  silver  concentration  on  the  surface  was 
6.4  times  that  of  the  mean  silver  concentration. 

io  Using  3  g  of  the  flaky  particles,  a  coated  layer  was 
prepared  in  a  manner  similar  to  that  of  Example  2. 

Volume  resistivity  of  the  coating  layer  was  3  x 
10_+  0  'cm.  The  coated  film  was  allowed  to  stand 
in  the  atmosphere  at  40  °C  for  1000  hours  under  a 

is  relative  humidity  of  75%.  No  substantial  change  in 
volume  resistivity  was  noted. 

Example  4 

20  Copper  powder,  95  g,  was  mixed  with  5  g  of 
silver  powder.  The  mixture  was  charged  into  a 
graphite  crucible  with  a  nozzle,  was  melted  in  an 
argon  atmosphere  with  a  high  frequency  induction 
heater  and  was  heated  up  to  1320°C.  The  molten 

25  mass  was  injected  for  10  seconds  into  an  argon 
atmosphere  under  atmospheric  pressure  from  a 
nozzle.  At  the  same  time,  4  NTPm3  of  argon  gas  in 
a  high  pressure  cylinder  (cylinder  pressure  of  200 
atms  (2  *  02  x  107  Pa)),  which  was  connected  to 

30  nozzles  through  tubes,  was  injected  from  the  noz- 
zles  toward  the  ejected  molten  mass  (gas  linear 
velocity  of  500  m/sec)  to  solidify  the  molten  mass 
rapidly.  The  weight  by  weight  ratio  of  the  velocity 
of  gas  to  the  velocity  of  molten  mass  was  71  .  The 

35  resulting  powder  had  a  mean  particle  diameter  of 
20  urn.  3  g  of  the  obtained  particles  of  12  urn  or 
less  were  subjected  to  ball  milling  in  a  manner 
similar  to  that  of  Example  2  to  prepare  a  powder  of 
flaky  particles.  The  flaky  particles  had  a  mean 

40  diameter  of  25  urn  and  a  mean  thickness  of  1  urn. 
The  powder  was  analyzed  using  XPS.  The 

measurement  data  for  (Ag/(Ag  +  Cu))  were  0.35, 
0.32,  0.27,  0.25,  and  0.22  on  moving  from  the 
surface  toward  the  inner  part  with  etching  and 

45  measurement.  The  silver  concentration  on  the  sur- 
face  was  0.335.  The  mean  silver  concentration  was 
0.03,  indicating  that  the  silver  concentration  on  the 
surface  was  11.2  times  that  of  the  mean  silver 
concentration. 

50  Flaky  powder  particles,  3  g,  similarly  prepared 
as  shown  above,  were  dispersed  in  a  solution  com- 
posed  of  2  g  of  commercially  available  acrylic 
thermoplastic  resin  and  0.5  g  of  ethyl  cellosolve.  A 
commercially  available  polyester  film  was  coated 

55  with  the  resulting  dispersion  containing  the  powder, 
which  was  allowed  to  stand  for  drying.  The  thick- 
ness  of  the  obtained  coated  layer  was  25  urn. 
Volume  resistivity  was  5  x  10_+  O'cm.  The  film 

6 
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with  the  coated  layer  was  allowed  to  stand  in  the 
atmosphere  at  40  °C  for  1000  hours  under  a  hu- 
midity  of  95%.  No  substantial  change  in  volume 
resistivity  was  noted. 

Flaky  powder  particles,  3  g,  similarly  prepared 
as  shown  above  were  dispersed  in  a  solution  com- 
posed  of  2  g  of  commercially  available  acrylic 
thermoplastic  resin  and  0.5  g  of  ethyl  cellosolve.  A 
polyester  film  was  coated  with  the  resulting  disper- 
sion  containing  the  powder  in  a  manner  similar  to 
that  of  Example  1  to  form  two  coated  layers  having 
a  width  of  10  mm  and  a  length  of  70  mm  in  the 
shape  of  two  stripes  each  and  with  1  mm  spacing. 
On  the  gap  between  the  two  stripes  0.2  ml  of  water 
droplet  was  dropped  and  a  direct  current  voltage  of 
5  V  was  applied  between  the  two  stripes  for  15 
seconds.  No  change  in  appearance  was  noted  ei- 
ther  on  the  gap  or  on  the  two  stripes.  No  migration 
of  silver  into  the  gap  between  the  stripes  was  noted 
also  with  EMPA  (Electron  Probe  Microanalyzer) 
analysis. 

Example  5 

Silver  powder,  4  g,  was  mixed  with  59  g  of 
nickel  powder.  The  mixture  was  melted  in  a  graph- 
ite  crucible  with  a  nozzle  made  of  boron  nitride  and 
heated  up  to  1300°C  in  a  manner  similar  to  that  of 
Example  1.  The  molten  mass  was  jetted  for  5 
seconds  toward  a  position  of  5  mm  from  the  center 
of  a  copper-made  rotary  disc  (diameter  of  200  mm, 
rotating  speed  of  10,000  rpm).  At  the  same  time, 
1.9  NTPm3  of  argon  gas  in  a  high  pressure  cyl- 
inder  (cylinder  pressure  of  100  atms  (1*01  x  107 
Pa)),  which  was  connected  to  the  nozzle  through 
tubes,  was  jetted  toward  the  ejected  molten  mass 
(gas  linear  velocity  of  210  m/sec)  to  solidify  the 
molten  mass  rapidly.  The  weight  by  weight  ratio  of 
the  velocity  of  gas  to  the  velocity  of  molten  mass 
was  63.  The  resulting  powder  particles  were  spheri- 
cal  (mean  diameter  of  20  urn).  Among  the  spheri- 
cal  powder  particles  obtained,  the  powders  having 
a  particle  diameter  of  10  urn  or  less,  were  ball 
milled  in  a  manner  similar  to  that  of  Example  1. 
The  obtained  powder  particles  were  flaky  and  had 
a  mean  diameter  of  20  urn  and  a  mean  thickness 
of  1  urn.  The  powder  particles  were  analyzed  using 
XPS.  The  obtained  data  for  Ag/(Ag  +  Ni)  (atomic 
ratio)  were  0.5,  0.444,  0.41,  0.38,  and  0.35  on 
moving  from  the  surface  toward  the  inner  part  with 
etching  and  measurement.  The  silver  concentration 
on  the  surface  was  0.472.  The  mean  silver  con- 
centration  was  0.0336,  indicating  that  the  silver 
concentration  on  the  surface  was  13.3  times  that  of 
the  mean  silver  concentration. 

A  film  with  a  coated  layer  was  prepared  in  a 
manner  similar  to  that  of  Example  1,  except  for 
using  the  resulting  flaky  powder  of  the  present 

Example.  The  thickness  of  the  coated  layer  was  15 
linn.  Volume  resistivity  was  1  x  10-3  0  'cm.  The 
film  was  allowed  to  stand  in  the  air  at  80  °  C  for  400 
hours  under  a  relative  humidity  of  70%.  No  sub- 

5  stantial  change  in  volume  resistivity  was  noted. 

Example  6 

Silver  powder,  10  g,  was  mixed  with  60  g  of 
io  nickel  powder.  The  mixture  was  melted  in  a  graph- 

ite  crucible  with  a  nozzle  made  of  boron  nitride  and 
was  heated  to  1350°C  by  high  frequency  induction 
heating.  The  resulting  molten  mass  was  ejected  for 
10  seconds  into  a  helium  atmosphere  under  at- 

15  mospheric  pressure.  At  the  same  time,  4  NTPm3  of 
argon  gas  in  a  high  pressure  cylinder  (cylinder 
pressure  of  100  atms  (1*01  x  107  Pa)),  which  was 
connected  to  nozzles  through  tubes  was  jetted 
from  the  nozzles  (gas  linear  velocity  of  320  m/sec) 

20  toward  the  ejected  molten  mass.  The  weight  by 
weight  ratio  of  the  velocity  of  gas  to  the  velocity  of 
molten  mass  was  53.  The  resulting  powder  par- 
ticles  have  a  mean  diameter  of  18  urn.  Among  the 
powder  particles  those  of  12  urn  or  less  were 

25  subjected  to  vibration  ball  milling  in  100  ml  of 
mineral  spirits  under  a  nitrogen  atmosphere.  Flaky 
powder  particles  having  a  mean  diameter  of  25  urn 
and  a  mean  thickness  of  1  urn  were  obtained. 

The  obtained  powder  particles  were  analyzed 
30  using  XPS.  The  measurement  data  of  Ag/(Ag  +  Ni) 

were  0.90,  0.85,  0.81,  0.78  and  0.73  on  moving 
from  the  surface  to  the  inner  part  with  etching  and 
measurement.  The  silver  concentration  on  the  sur- 
face  was  0.875.  The  mean  silver  concentration  was 

35  0.08,  indicating  that  the  silver  concentration  on  the 
surface  was  10.9  times  that  of  the  mean  silver 
concentration. 

A  coated  film  was  prepared  in  a  manner  similar 
to  that  of  Example  2,  except  for  using  3  g  of  the 

40  resulting  flaky  powder  particles.  The  thickness  of 
the  coated  layer  was  15  urn.  Volume  resistivity  was 
8  x  10_+  O'cm.  The  film  was  allowed  to  stand  in 
the  air  at  40  °C  for  1000  hours  under  a  relative 
humidity  of  95%.  No  substantial  change  in  volume 

45  resistivity  was  noted. 

Example  7 

Copper  powder,  135  g,  was  mixed  with  15  g  of 
50  silver  powder.  The  mixture  was  charged  into  a 

crucible  with  a  nozzle,  melted  and  heated  up  to 
1340°C  in  a  helium  atmosphere  by  high  frequency 
induction  heating.  The  molten  mass  was  ejected  for 
20  seconds  into  a  helium  atmosphere  under  at- 

55  mospheric  pressure.  At  the  same  time,  6  NTPm3  of 
helium  gas  in  a  high  pressure  cylinder  (cylinder 
pressure  of  110  atms  (1*11  x  107  Pa)),  which  was 
connected  to  nozzles  through  tubes,  was  jetted 

7 
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from  the  nozzles  toward  the  ejected  molten  mass 
to  solidify  the  molten  mass  rapidly. 

The  resulting  powder  was  classified  with  a 
powder  jet  classifier.  The  obtained  spherical  par- 
ticles  of  from  5  to  10  urn  in  diameter  were  ana- 
lyzed  using  XPS.  The  measurement  data  of  Ag/(Ag 
+  Cu)  were  0.70,  0.50,  0.42,  0.39  and  0.36  on 
moving  from  the  surface  to  the  inner  part  with 
etching  and  measurement.  The  silver  concentration 
at  the  surface  was  0.60.  The  mean  silver  con- 
centration  was  0.06,  indicating  that  the  silver  con- 
centration  on  the  surface  was  10  times  that  of  the 
mean  silver  concentration. 

Example  8 

Copper  powder,  120  g,  was  mixed  with  30  g  of 
silver  powder.  The  mixture  was  charged  into  a 
graphite  crucible  with  a  nozzle,  melted  and  heated 
up  to  1410°  C  in  a  helium  atmosphere  by  high 
frequency  induction  heating.  The  obtained  molten 
mass  was  ejected  for  20  seconds  into  a  helium 
atmosphere  under  atmospheric  pressure.  At  the 
same  time,  6  NTPm3  of  helium  gas  in  a  high 
pressure  cylinder  (cylinder  pressure  of  110  atms 
(1*11  x  107  Pa)),  which  was  connected  to  nozzles 
through  tubes,  was  jetted  from  the  nozzles  toward 
the  ejected  molten  mass  to  solidify  the  molten 
mass  rapidly. 

The  resulting  powder  was  classified  with  a 
powder  jet  classifier.  The  resulting  spherical  par- 
ticles  of  about  2  urn  in  diameter  were  analyzed 
using  XPS.  The  measurement  data  of  Ag/(Ag  + 
Cu)  were  0.74,  0.69,  0.63,  0.60,  and  0.57  on  mov- 
ing  from  the  surface  to  the  inner  part  with  etching 
and  measurement.  The  silver  concentration  on  the 
surface  was  0.72.  The  mean  silver  concentration 
was  0.128,  indicating  that  the  silver  concentration 
on  the  surface  was  5.6  times  that  of  the  mean 
silver  concentration. 

Example  9 

Flaky  powder,  3  g,  obtained  in  Example  1  was 
mixed  with  2  g  of  epoxy-melamine  thermosetting 
resin,  2  g  of  methyl  ethyl  ketone  and  0.15  g  of 
linoleic  acid.  A  paper-phenolic  resin  plate  was  coat- 
ed  with  the  resulting  mixture  and  was  heated  at 
150°C  for  an  hour  in  the  air.  The  volume  resistivity 
of  the  resulting  coated  layer  was  2  x  10_+  0  'cm, 
which  was  measured  by  the  bridge  method.  The 
plate  was  allowed  to  stand  in  the  atmosphere  at 
80  °C  for  400  hours  under  a  relative  humidity  of 
95%.  No  substantial  change  in  volume  resistivity 
was  noted.  Furthermore,  an  electromigration  test 
was  carried  out  in  a  manner  similar  to  that  of 
Example  4.  No  silver  migration  was  observed  either 
with  the  naked  eye  or  with  EMPA  analysis. 

Example  10 

Copper  powder,  63  g,  was  mixed  with  5  g  of 
silver  powder.  The  mixture  was  charged  into  a 

5  graphite  crucible  with  a  nozzle,  melted  and  heated 
up  to  1360°C  in  a  helium  atmosphere  by  high 
frequency  induction  heating.  The  obtained  molten 
mass  was  ejected  into  a  helium  atmosphere  under 
atmospheric  pressure.  At  the  same  time,  4  NTPm3 

io  of  helium  gas  in  a  high  pressure  cylinder  (cylinder 
pressure  of  100  atms  (1*01  x  107  Pa)),  which  was 
connected  to  nozzles  through  tubes,  was  injected 
from  the  nozzles  toward  the  ejected  molten  mass 
(gas  linear  velocity  of  300  m/sec).  The  weight  by 

is  weight  ratio  velocity  of  gas  to  the  velocity  of  molten 
mass  was  10. 

The  resulting  powder  particles  were  spherical 
with  a  mean  diameter  of  18  urn.  Using  XPS,  data 
obtained  for  Ag/(Ag  +  Cu)  were  0.375,  0.33,  0.3, 

20  0.25,  and  0.2  on  moving  from  the  surface  to  the 
inner  part  with  etching  and  measurement.  The  sil- 
ver  concentration  on  the  surface  was  0.354.  When 
measured  with  ICP,  a  mean  silver  concentration  of 
the  powders  was  0.0448.  The  silver  concentration 

25  on  the  surface  was  7.9  times  that  of  the  mean 
silver  concentration.  The  powder  particles  of  2  urn 
or  less  in  diameter  were  classified  from  the  result- 
ing  powders  with  a  powder  jet  classifier.  The  pow- 
der,  3  g,  was  mixed  with  0.75  g  of  ethyl  cellulose 

30  and  0.75  g  of  commercially  available  methacrylic 
thermoplastic  resin.  A  quartz  glass  plate  was  coat- 
ed  with  the  resulting  mixture,  which  was  dried  and 
heated  at  700  °  C  for  an  hour  in  a  nitrogen  at- 
mosphere  containing  a  small  amount  of  oxygen. 

35  The  thickness  of  the  coating  layer  was  15  urn,  and 
measured  volume  resistivity  was  5  x  10_G  O'cm. 

Comparative  Example  1 

40  A  polyester  film  was  coated  in  a  manner  similar 
to  that  of  Example  1  except  for  using  a  commer- 
cially  available  copper  powder  (FCC115)  instead  of 
the  powders  prepared  in  Example  1  to  prepare  a 
coating  mixture.  The  thickness  of  the  coated  layer 

45  was  30  urn,  and  the  volume  resistivity  was  3  x 
10-3  O'cm. 

Comparative  Example  2 

50  A  polyester  film  was  coated  in  a  manner  similar 
to  that  of  Example  1  except  for  using  commercially 
available  silver-plated  copper  powder 
(manufactured  by  Mitsui  Mining  and  Smelting  Co., 
Ltd,  5  wt%  Ag)  instead  of  the  powders  prepared  in 

55  Example  1  to  prepare  a  coating  mixture.  The  thick- 
ness  of  the  coated  layer  was  25  urn,  and  volume 
resistivity  was  6  x  10-2  O'cm.  With  respect  to  this 
coating  film,  an  electromigration  test  was  conduct- 

8 



15 EP  0  356  867  B1 16 

ed  in  a  manner  similar  to  that  of  Example  4. 
Blackening  was  observed  with  the  naked  eye  on 
the  gap  between  the  two  stripes,  and  this  sug- 
gested  that  silver  migration  occurred  therebetween. 
Also,  on  analysis,  using  EMPA,  marked  migration 
of  silver  into  the  gap  between  the  stripes  was 
noted. 

Comparative  Example  3 

Copper  powder,  50  g,  was  mixed  with  50  g  of 
aluminum  powder  (purity  of  99.9%  or  more,  manu- 
factured  by  KOJUNDO  KAGAKU  K.K.).  The  mixture 
was  charged  into  a  graphite  crucible  equipped  with 
a  nozzle,  was  melted  and  heated  up  to  1300°C  in 
an  argon  atmosphere  with  high  frequency  induction 
heating.  The  molten  mass  was  ejected  from  the 
nozzle  for  10  seconds  in  a  helium  atmosphere 
under  atmospheric  pressure.  At  the  same  time,  3 
NTPm3  of  argon  gas  in  a  high  pressure  cylinder 
(cylinder  pressure  100  atms  (1*01  x  107  Pa)), 
which  was  connected  to  nozzles  through  tubes, 
was  injected  from  the  nozzles  toward  the  ejected 
molten  mass  (gas  linear  velocity  of  220  m/sec). 
The  weight  by  weight  ratio  of  the  velocity  of  gas  to 
the  velocity  of  molten  mass  was  5.3.  The  resulting 
powder  obtained  by  rapid  solidification  had  a  mean 
diameter  of  20  urn.  Among  the  powder  particles 
obtained,  12  g  of  powder  particles  of  10  urn  or  less 
in  diameter  were  subjected  to  vibration  ball  milling 
in  a  nitrogen  atmosphere  together  with  100  ml  of 
mineral  spirits.  Flaky  powder  particles  having  a 
mean  diameter  of  30  urn  and  a  mean  thickness  of 
2  urn  were  obtained.  The  obtained  flaky  powder 
particles  were  analyzed  using  XPS.  Data  for  Ag/(Ag 
+  Al)  were  0.01,  0.04,  0.06,  0.1  and  0.14  on 
moving  away  from  the  surface  into  the  inner  part 
with  etching  and  measurement.  The  silver  con- 
centration  on  the  surface  was  0.025.  The  mean 
silver  concentration  was  0.2,  indicating  that  the 
silver  concentration  on  the  surface  was  0.125  times 
that  of  the  mean  silver  concentration. 

Using  3  g  of  the  obtained  flaky  powder,  a 
coated  film  was  prepared  in  a  manner  similar  to 
that  of  Example  1  .  Volume  resistivity  of  the  coated 
layer  was  as  large  as  4  x  10_1  0  'cm. 

Comparative  Example  4 

Silver,  65  g,  was  mixed  with  25.4  g  of  copper. 
The  mixture  was  charged  in  a  graphite  crucible 
equipped  with  a  nozzle,  melted  and  heated  up  to 
1300°C.  The  molten  mass  was  ejected  from  the 
nozzle  into  a  helium  atmosphere.  At  the  same  time, 
0.3  NTPm3  of  helium  gas  (5  atms  (5*05  x  105  Pa)) 
was  jetted  toward  the  ejected  molten  mass  for  10 
seconds.  The  weight  by  weight  ratio  of  the  velocity 
of  gas  to  the  velocity  of  molten  mass  was  0.6.  The 

resulting  powder  particles  were  spheric  having  a 
mean  diameter  of  60  urn.  Among  the  powder  par- 
ticles  obtained,  3  g  of  the  powder  particles  of  10 
linn  or  less  in  diameter  were  suspended  in  40  ml  of 

5  mineral  spirits  and  subjected  to  vibration  ball  mill- 
ing  to  yield  flaky  powder  particles.  The  flaky  pow- 
der  particles  had  a  mean  diameter  of  35  urn  and  a 
mean  thickness  of  1  urn.  As  a  result  of  XPS 
analysis,  data  for  Ag/(Ag  +  Cu)  were  0.7,  0.65, 

io  0.61  ,  0.6,  and  0.6  on  moving  away  from  the  surface 
toward  the  inner  part  with  etching  and  measure- 
ment.  The  silver  concentration  on  the  surface  was 
0.67.  The  mean  silver  concentration  was  0.6,  in- 
dicating  that  the  silver  concentration  on  the  surface 

is  was  about  1.1  times  that  of  the  mean  silver  con- 
centration. 

Using  the  obtained  flaky  powder,  a  coated  film 
was  prepared  in  a  manner  similar  to  that  of  the 
preparation  of  the  coated  film  of  Example  4  for  an 

20  electromigration  test.  The  electromigration  test  was 
performed  in  a  manner  similar  to  that  of  Example 
4.  Blackening  occurred  in  the  gap  between  the  two 
stripes  due  to  migration  of  silver.  Also,  on  analysis 
with  EPMA,  remarkable  silver  migration  into  the 

25  gap  was  observed. 

Comparative  Example  5 

Silver  powder,  0.108  g,  was  mixed  with  63.5  g 
30  of  copper  powder.  The  mixture  was  charged  into  a 

crucible  equipped  with  a  nozzle,  melted  with  high 
frequency  induction  heating  and  heated  up  to 
1350°C.  The  molten  mass  was  ejected  from  the 
nozzle  for  10  seconds  into  a  helium  atmosphere 

35  under  atmospheric  pressure.  At  the  same  time,  3 
NTPm3  of  helium  gas  in  a  high  pressure  cylinder 
(cylinder  pressure  of  100  atms  (1*01  x  107  Pa)), 
which  was  connected  to  nozzles  through  tubes, 
was  jetted  toward  the  ejected  molten  mass  (gas 

40  linear  velocity  of  220  m/sec).  The  weight  by  weight 
ratio  of  the  velocity  of  gas  to  the  velocity  of  molten 
mass  was  7.  The  resulting  powder  particles  had  a 
mean  diameter  of  18  urn.  Among  the  powder  par- 
ticles  obtained,  10  g  of  the  powder  particles  of  10 

45  urn  or  less  in  diameter  were  subjected  to  vibration 
ball  milling  in  a  nitrogen  atmosphere  together  with 
100  ml  of  mineral  spirits.  As  a  result  of  XPS 
analysis,  data  for  Ag/(Ag  +  Cu)  were  0.005, 
0.0045,  0.004,  0.003  and  0.002  on  moving  from  the 

50  surface  toward  the  inner  part  with  etching  and 
measurements.  The  silver  concentration  on  the  sur- 
face  was  0.00475.  The  mean  silver  concentration 
determined  by  ICP  was  0.001,  indicating  that  the 
silver  concentration  on  the  surface  was  about  4.7 

55  times  that  of  the  mean  silver  concentration.  Using 
the  powder,  a  coated  film  was  prepared  in  a  man- 
ner  similar  to  that  in  Example  1.  The  thickness  of 
the  coated  layer  was  20  urn,  and  the  measured 

9 



17 EP  0  356  867  B1 18 

volume  resistivity  was  as  large  as  3  x  10-3  O'cm. 
The  resistivity  increased  to  8  x  10-3  O'cm  while 
the  coated  film  was  allowed  to  stand  for  400  hours 
at  80°  C  under  a  relative  humidity  of  90%. 

As  described  above,  the  present  invention  pro- 
vides  conductive  metal  powder  (using  a  small 
quantity  of  rare  silver)  which  has  high  and  stable 
conductivity,  suffers  almost  no  silver  electromig- 
ration  as  compared  to  the  cases  of  silver  or  silver 
plated  copper  wherein  they  suffer  it  very  much, 
and  is  suitable  as  leads,  as  electrodes,  as  adhesive 
with  conductivity  and  as  shielding  for  electromag- 
netic  interference. 

Claims 

age  composition  represented  by  Agx  M x̂  - 
(wherein  M  is  at  least  one  metal  selected  from 
the  group  consisting  of  Ni,  Co,  Cu  and  Fe;  0.01 
 ̂ x   ̂ 0.4)  is  effected  in  an  inert  gas  stream  by 

5  high  pressure  gas  atomization. 

9.  A  method  of  claim  7  or  claim  8,wherein  the 
weight  by  weight  ratio  of  the  velocity  of  gas  in 
said  inert  gas  stream  to  the  velocity  of  said 

io  molten  metal  is  at  least  2. 

10.  A  method  of  any  of  the  claims  7  to  9  compris- 
ing  the  additional  step  of  converting  the 
formed  particles  of  the  powder  into  flaky  par- 

15  tides. 

1.  Conductive  metal  powder  having  an  average 
composition  represented  by  Agx  M x̂  (wherein 
M  is  at  least  one  metal  selected  from  the 
group  consisting  of  Ni,  Co,  Cu  and  Fe;  0.01  ^ 
x   ̂ 0.4)  and  a  particle  region  wherein  silver 
concentration  progressively  increases  on  mov- 
ing  from  an  inner  part  toward  the  particle  sur- 
face. 

2.  Conductive  metal  powder  of  claim  1,  wherein 
the  silver  concentration  on  the  surface  of  com- 
ponent  particles  is  at  least  2.1  times  the  mean 
silver  concentration. 

3.  Conductive  metal  powder  of  claim  1  or  2, 
wherein  said  conductive  metal  powder  consists 
essentially  of  spherical  particles. 

4.  Conductive  metal  powder  of  claim  1  or  2, 
which  has  a  mean  particle  diameter  less  than 
100  urn. 

5.  Conductive  metal  powder  of  claim  1  or  claim  2, 
wherein  the  conductive  metal  powder  consists 
essentially  of  flaky  particles. 

6.  Conductive  metal  powder  of  claim  5,  wherein 
the  flaky  conductive  metal  particles  have  a 
mean  diameter  from  1  to  100  urn  and  a  ratio 
of  diameter/thickness  of  at  least  3. 

7.  A  method  of  preparing  conductive  metal  pow- 
der  of  any  the  claims  1  to  4  which  comprises 
rapidly  solidifying  molten  metal  having  an  aver- 
age  composition  represented  by  Agx  M x̂  - 
(wherein  M  is  at  least  one  metal  selected  from 
the  group  consisting  of  Ni,  Co,  Cu  and  Fe;  0.01 
 ̂ x   ̂ 0.4)  in  an  inert  gas  stream  to  convert 

said  molten  metal  into  powder  form. 

8.  A  method  according  to  claim  7,  wherein  rapid 
solidification  of  molten  metal  having  an  aver- 

11.  A  conductive  paste  comprising  conductive 
metal  powder  as  claimed  in  any  of  the  claims 
1  to  6  and  binder. 

20 
12.  A  conductive  paste  of  claim  11,  wherein  the 

binder  is  an  organic  binder. 

13.  A  conductive  paste  of  claim  11  or  claim  12, 
25  wherein  said  conductive  metal  powder  mainly 

comprises  flaky  particles. 

14.  A  printing  paste  which  is  a  conductive  paste  of 
either  of  claims  11  and  12. 

30 
15.  A  conductive  adhesive  composition  comprising 

a  conductive  paste  of  either  of  claims  11  and 
12. 

35  16.  A  shielding  layer  for  electromagnetic  interfer- 
ence  comprising  conductive  paste  of  claim  12. 

17.  A  lead  for  a  printed  circuit  comprising  the 
conductive  paste  of  either  of  claims  11  and  12. 

40 
Patentanspruche 

1.  Leitfahiges  Metallpulver  mit  einer  durchschnitt- 
lichen  Zusammensetzung,  reprasentiert  durch 

45  Agx  Mvx  (worin  M  mindestens  ein  Metall  aus 
einer  Gruppe  von  Metallen,  bestehend  aus  Ni, 
Co,  Cu  und  Fe  ist;  0,01   ̂ x   ̂ 0,4)  und  mit 
einem  Bereich  der  Teilchen,  in  dem  die  Kon- 
zentration  an  Silber  ausgehend  von  einem  in- 

50  neren  Teil  des  Teilchens  zur  Oberflache  des 
Teilchens  stetig  ansteigt. 

2.  Leitfahiges  Metallpulver  gema/S  Anspruch  1  ,  in 
welchem  die  Silberkonzentration  an  der  Ober- 

55  flache  der  als  Komponenten  vorhandenen  Teil- 
chen  mindestens  das  2,1-fache  der  durch- 
schnittlichen  Silberkonzentration  betragt. 

10 
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3.  Leitfahiges  Metallpulver  gema/S  Anspruch  1 
oder  2,  wobei  das  leitfahige  Metallpulver  im 
wesentlichen  aus  kugelformigen  Teilchen  be- 
steht. 

4.  Leitfahiges  Metallpulver  gema/S  Anspruch  1 
oder  2,  das  einen  durchschnittlichen  Teilchen- 
durchmesser  von  weniger  als  100  urn  aufweist. 

5.  Leitfahiges  Metallpulver  gema/S  Anspruch  1 
oder  2,  wobei  das  leitfahige  Metallpulver  im 
wesentlichen  aus  flockigen  Teilchen  besteht. 

6.  Leitfahiges  Metallpulver  gema/S  Anspruch  5,  in 
welchem  die  flockigen  leitfahigen  Metallteil- 
chen  einen  durchschnittlichen  Durchmesser 
von  1  bis  100  urn  und  ein  Verhaltnis  von 
Durchmesser/Dicke  von  mindestens  3  besit- 
zen. 

7.  Verfahren  zur  Herstellung  eines  leitfahigen  Me- 
tallpulvers  gema/S  einem  der  Anspruche  1  bis 
4,  welches  das  schnelle  Erstarren  eines  ge- 
schmolzenen  Metalls  mit  einer  durchschnittli- 
chen  Zusammensetzung,  reprasentiert  durch 
Agx  M x̂  (worin  M  mindestens  ein  Metall  aus 
einer  Gruppe  von  Metallen  bestehend  aus  Ni, 
Co,  Cu  und  Fe  ist;  0,01   ̂ x   ̂ 0,4)  in  einem 
Inertgas-Strom  umfa/St,  urn  das  geschmolzene 
Metall  in  ein  Pulver  umzuwandeln. 

8.  Verfahren  gema/S  Anspruch  7,  in  welchem  das 
schnelle  Erstarren  des  geschmolzenen  Metalls 
mit  einer  durchschnittlichen  Zusammenset- 
zung,  reprasentiert  durch  Agx  M x̂  (worin  M 
mindestens  ein  Metall  aus  einer  Gruppe  von 
Metallen  bestehend  aus  Ni,  Co,  Cu  und  Fe  ist; 
0,01   ̂ x   ̂ 0,4)  in  einem  Inertgas-Strom  durch 
Hochdruck-Gasatomisierung  bewirkt  wird. 

9.  Verfahren  gema/S  Anspruch  7  oder  8,  in  wel- 
chem  das  Gewichts-/Gewichts-Verhaltnis  der 
Geschwindigkeit  des  Gases  des  Inertgas- 
Stroms  zur  Geschwindigkeit  des  geschmolze- 
nen  Metalls  mindestens  2  betragt. 

10.  Verfahren  gema/S  einem  der  Anspruche  7  bis 
9,  enthaltend  einen  zusatzlichen  Schritt  zur 
Umwandlung  der  gebildeten  Teilchen  des  Pul- 
vers  in  flockige  Teilchen. 

11.  Leitfahige  Paste,  enthaltend  leitfahiges  Metall- 
pulver  gema/S  einem  der  Anspruche  1  bis  6 
und  Bindemittel. 

12.  Leitfahige  Paste  gema/S  Anspruch  11,  in  wel- 
chem  das  Bindemittel  ein  organisches  Binde- 
mittel  ist. 

13.  Leitfahige  Paste  gema/S  Anspruch  11  oder  12, 
in  welchem  das  leitfahige  Metallpulver  vorwie- 
gend  flockige  Teilchen  enthalt. 

5  14.  Druckpaste,  die  aus  der  leitfahigen  Paste  ge- 
ma/S  einem  der  Anspruche  11  und  12  besteht. 

15.  Leitfahige  Klebmittel-Zusammensetzung,  ent- 
haltend  eine  leitfahige  Paste  gema/S  einem  der 

io  Anspruche  11  und  12. 

16.  Abschirmschicht  gegen  elektromagnetische 
Einflusse,  enthaltend  die  leitfahige  Paste  ge- 
mafi  Anspruch  12. 

15 
17.  Leiter  fur  eine  gedruckte  Schaltung,  enthaltend 

die  leitfahige  Paste  gema/S  einem  der  Anspru- 
che  11  und  12. 

20  Revendicatlons 

1.  Poudre  metallique  conductrice  ayant  une  com- 
position  moyenne  representee  par  Agx  M x̂  (M 
etant  au  moins  un  metal  choisi  parmi  Ni,  Co, 

25  Cu  et  Fe  ;  0,01   ̂ x   ̂ 0,4)  et  une  region  de 
particule  dans  laquelle  la  concentration  d'ar- 
gent  augmente  progressivement  en  allant 
d'une  partie  interieure  vers  la  surface  de  la 
particule. 

30 
2.  Poudre  metallique  conductrice  suivant  la  re- 

vendication  1,  dans  laquelle  la  concentration 
d'argent  a  la  surface  des  particules  constituan- 
tes  represente  au  moins  2,1  fois  la  concentra- 

35  tion  moyenne  d'argent. 

3.  Poudre  metallique  conductrice  suivant  la  re- 
vendication  1  ou  2,  qui  est  constitute  essen- 
tiellement  de  particules  spheriques. 

40 
4.  Poudre  metallique  conductrice  suivant  la  re- 

vendication  1  ou  2,  qui  a  un  diametre  moyen 
de  particule  inferieur  a  100  urn. 

45  5.  Poudre  metallique  conductrice  suivant  la  re- 
vendication  1  ou  suivant  la  revendication  2,  qui 
consiste  essentiellement  en  particules  sous 
forme  de  paillettes. 

50  6.  Poudre  metallique  conductrice  suivant  la  re- 
vendication  5,  dans  laquelle  les  particules  me- 
talliques  conductrices  sous  forme  de  paillettes 
ont  un  diametre  moyen  de  1  a  100  urn  et  un 
rapport  du  diametre  a  I'epaisseur  d'au  moins 

55  3. 

7.  Procede  de  preparation  d'une  poudre  metalli- 
que  conductrice  suivant  I'une  quelconque  des 

11 
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revendications  1  a  4,  qui  consiste  a  solidifier 
rapidement  du  metal  fondu  ayant  une  compo- 
sition  moyenne  representee  par  Agx  IvVx  (M 
etant  au  moins  un  metal  choisi  parmi  Ni,  Co, 
Cu  et  Fe  ;  0,01   ̂ x   ̂ 0,4)  dans  un  courant  de  5 
gaz  inerte,  pour  mettre  le  metal  fondu  sous  la 
forme  d'une  poudre. 

8.  Procede  suivant  la  revendication  7,  qui  consis- 
te  a  effectuer  une  solidification  rapide  du  metal  10 
fondu  ayant  une  composition  moyenne  repre- 
sentee  par  Agx  IvVx  (M  etant  au  moins  un 
metal  choisi  parmi  Ni,  Co,  Cu  et  Fe  ;  0,01   ̂ x 
 ̂ 0,4)  dans  un  courant  de  gaz  inerte  par  atomi- 

sation  a  I'aide  d'un  gaz  sous  haute  pression.  is 

9.  Procede  suivant  la  revendication  7  ou  suivant 
la  revendication  8,  dans  lequel  le  rapport  en 
poids  par  poids  de  la  vitesse  du  gaz  dans  le 
courant  de  gaz  inerte  a  la  vitesse  du  metal  20 
fondu  est  d'au  moins  2. 

10.  Procede  suivant  I'une  quelconque  des  revendi- 
cations  7  a  9,  comprenant  le  stade  supplemen- 
taire  de  transformation  des  particules  formees  25 
de  la  poudre  en  des  particules  sous  forme  de 
paillettes. 

11.  Pate  conductrice  comprenant  de  la  poudre 
metallique  conductrice  telle  que  revendiquee  a  30 
I'une  quelconque  des  revendicatons  1  a  6  et 
un  liant. 

12.  Pate  conductrice  suivant  la  revendication  11, 
dans  laquelle  le  liant  est  un  liant  organique.  35 

13.  Pate  conductrice  suivant  la  revendication  11 
ou  12,  dans  laquelle  la  poudre  metallique 
conductrice  comprend  principalement  des  par- 
ticules  sous  forme  de  paillettes.  40 

14.  Pate  d'impression  qui  est  une  pate  conductri- 
ce  suivant  la  revendication  11  ou  12. 

15.  Composition  adhesive  conductrice  comprenant  45 
une  pate  conductrice  suivant  la  revendication 
11  ou  12. 

16.  Couche  de  blindage  vis-a-vis  du  ronflement 
electromagnetique  comprenant  une  pate  so 
conductrice  suivant  la  revendication  12. 

17.  Conducteur  de  circuit  imprime  comprenant  la 
pate  conductrice  suivant  la  revendication  1  1  ou 
12.  55 
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