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Description 

This  invention  relates  to  coated  carrier  particles  suitable  for  use  in  dry  electrographic  developers  compris- 
ing  a  mix  of  such  carrier  particles  and  toner  particles.  More  particularly,  the  invention  concerns  certain  poly- 

5  meric  coatings  on  carrier  particles  that  unexpectedly  impart  certain  desirable  characteristics  to  the  carrier  par- 
ticles. 

In  electrostatography  an  image  comprising  a  pattern  of  electrostatic  potential  (also  referred  to  as  an  elec- 
trostatic  latent  image)  is  formed  on  an  insulative  surface  by  any  of  various  methods.  For  example,  the  elec- 
trostatic  latent  image  may  be  formed  electrophotographically  (i.e.,  by  imagewise  radiation-induced  discharge 

10  of  a  uniform  potential  previously  formed  on  a  surface  of  an  electrophotographic  element  comprising  at  least 
a  photoconductive  layer  and  an  electrically  conductive  substrate),  or  it  may  be  formed  by  dielectric  recording 
(i.e.,  by  direct  electrical  formation  of  a  pattern  of  electrostatic  potential  on  a  surface  of  a  dielectric  material). 
Typically,  the  electrostatic  latent  image  is  then  developed  into  a  toner  image  by  contacting  the  latent  image 
with  an  electrographic  developer.  If  desired,  the  latent  image  can  be  transferred  to  another  surface  before  de- 

ls  velopment. 
One  well-known  type  of  electrographic  developer  comprises  a  dry  mixture  of  toner  particles  and  carrier 

particles.  Developers  of  this  type  are  commonly  employed  in  well-known  electrographic  development  process- 
es  such  as  cascade  development  and  magnetic  brush  development.  The  particles  in  such  developers  are  for- 
mulated  such  that  the  toner  particles  and  carrier  particles  occupy  different  positions  in  the  triboelectric  con- 

20  tinuum,  so  that  when  they  contact  each  other  during  mixing  to  form  the  developer,  they  become  triboelectrically 
charged,  with  the  toner  particles  acquiring  a  charge  of  one  polarity  and  the  carrier  particles  acquiring  a  charge 
of  the  opposite  polarity.  These  opposite  charges  attract  each  other  such  that  the  toner  particles  cling  to  the 
surfaces  of  the  carrier  particles.  When  the  developer  is  brought  into  contact  with  the  electrostatic  latent  image, 
the  electrostatic  forces  of  the  latent  image  (sometimes  in  combination  with  an  additional  applied  field)  attract 

25  the  toner  particles,  and  the  toner  particles  are  pulled  away  from  the  carrier  particles  and  become  electrostat- 
ically  attached  imagewise  to  the  latent  image-bearing  surface.  The  resultant  toner  image  can  then  be  fixed  in 
place  on  the  surface  by  application  of  heat  or  other  known  methods  (depending  upon  the  nature  of  the  surface 
and  of  the  toner  image)  or  can  be  transferred  to  another  surface,  to  which  it  then  can  be  similarly  fixed. 

A  number  of  requirements  are  implicit  in  such  development  schemes.  Namely,  the  electrostatic  attraction 
30  between  the  toner  and  carrier  particles  must  be  strong  enough  to  keep  the  toner  particles  held  to  the  surfaces 

of  the  carrier  particles  while  the  developer  is  being  transported  to  and  brought  into  contact  with  the  latent  image, 
but  when  that  contact  occurs,  the  electrostatic  attraction  between  the  toner  particles  and  the  latent  image  must 
be  even  stronger,  so  that  the  toner  particles  are  thereby  pulled  away  from  the  carrier  particles  and  deposited 
in  the  desired  amount  on  the  latent  image-bearing  surface.  In  order  to  meet  these  requirements  for  proper  de- 

35  velopment,  the  level  of  electrostatic  charge  on  the  toner  and  carrier  particles  should  be  maintained  within  an 
adequate  range. 

Toner  particles  in  dry  developers  often  contain  material  referred  to  as  a  charge  agent  or  charge-control 
agent,  which  helps  to  establish  and  maintain  toner  charge  within  an  acceptable  range.  Many  types  of  charge- 
control  agents  have  been  used  and  are  described  in  the  published  patent  literature.  However,  the  level  of 

40  charge  that  will  be  created  and  maintained  on  the  toner  is  still  very  dependent  on  the  nature  and  condition  of 
the  carrier  particles. 

Many  known  dry,  two-component  electrostatographic  developers  contain  thermoplastic  toner  particles  and 
carrier  particles  that  comprise  a  core  material  coated  with  a  polymer.  Such  polymeric  carrier  coatings  can  serve 
a  number  of  known  purposes.  One  such  purpose  can  be  to  aid  the  developer  to  meet  the  electrostatic  force 

45  requirements  mentioned  above  by  shifting  the  carrier  particles  to  a  position  in  the  triboelectric  series  different 
from  that  of  the  uncoated  carrier  core  material,  in  order  to  adjust  the  degree  of  triboelectric  charging  of  both 
the  carrier  and  toner  particles.  Another  purpose  can  be  to  reduce  the  f  rictional  characteristics  of  the  carrier 
particles  in  order  to  improve  developer  flow  properties.  Still  another  purpose  can  be  to  reduce  the  surface  hard- 
ness  of  the  carrier  particles  so  that  they  are  less  likely  to  break  apart  during  use  and  less  likely  to  abrade  sur- 

50  faces  (e.g.,  photoconductive  element  surfaces)  that  they  contact  during  use.  Yet  another  purpose  can  be  to 
reduce  the  tendency  of  toner  material  or  other  developer  additives  to  become  undesirably  permanently  adhered 
to  carrier  surfaces  during  developer  use  (often  referred  to  as  scumming).  A  further  purpose  can  be  to  alter  the 
electrical  resistance  of  the  carrier  particles. 

Many  different  types  of  polymers  have  been  described  as  useful  for  one  or  more  of  these  purposes,  among 
55  which  are,  for  example,  various  styrene  and  methacrylate  polymers  and  copolymers  thereof.  For  example,  U.S. 

Patents  4,209,550;  4,572,885;  and  4,822,708,  and  British  published  Patent  Specification  1,385,231,  suggest 
that,  among  many  other  polymers,  poly(styrene),  poly(methyl  methacrylate),  and  poly(styrene-co-methyl  me- 
thacrylate)  may  serve  one  or  more  of  these  purposes. 
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However,  while  such  carrier  coatings  can  serve  the  above-noted  purposes  well,  in  some  cases  they  do 
not  adequately  serve  some  or  all  of  those  purposes  simultaneously.  For  example,  in  some  developer  compo- 
sitions,  styrene  and  methacrylate  polymer  carrier  coatings  can  serve  many  of  the  above-noted  purposes  well, 
but,  depending  upon  the  nature  of  the  toner  particles  and  carrier  core  material  desired  to  be  included  in  the 

5  developer,  such  carrier  coatings  can  cause  the  developer  to  acquire  a  triboelectric  charge  that  is  too  low  for 
optimum  developer  performance.  This  is  especially  true  in  some  negatively  charged  developers  (developers 
in  which  the  toner  particles  triboelectrically  acquire  a  negative  charge,  and  the  coated  carrier  particles  acquire 
a  positive  charge).  The  reason  for  this  problem  is  that  some  of  the  suggested  polymeric  materials  are  not  tri- 
boelectrically  potent  enough  or  efficient  enough  to  achieve  the  desired  degree  of  charging  tendency  of  the  car- 

lo  rier  particles  in  certain  developers. 
Also,  the  less  triboelectrically  efficient  or  potent  the  polymer  is  for  this  purpose,  the  greater  is  the  amount 

of  the  polymer  that  must  be  coated  on  a  carrier  core  in  order  to  achieve  the  desired  level  of  charge,  if  that  level 
can  be  achieved  at  all.  However,  two  of  the  most  desirable  means  of  forming  the  coating  on  the  core  particles 
are  solution-coating  and  melt-coating. 

15  The  procedure  in  melt-coating  is  to  mix  the  core  particles  with  finer  particles  of  the  coating  material  in  solid 
form  to  distribute  the  coating  particles  over  the  core  particles'  surfaces,  apply  heat  to  cause  the  material  to 
flow  just  enough  to  coat  the  core  surfaces,  allow  the  mix  to  cool,  and  then  break  apart  the  solidified  mass  to 
yield  the  discrete  coated  carrier  particles.  However,  for  example,  in  the  case  where  carrier  core  particles  com- 
prise  strontium  ferrite  materials  and  have  average  particle  diameters  in  the  range  of  about  30  to  40  microme- 

20  ters,  if  the  relative  amount  of  polymeric  coating  material  exceeds  3  parts  per  hundred  parts  (pph)  of  core  ma- 
terial,  the  solidified  mass  becomes  exceedingly  difficult  to  properly  break  apart. 

In  solution-coating,  the  polymer  is  dissolved  in  appropriate  solvent,  the  solution  is  mixed  with  carrier  core 
particles,  and  the  mixture  is  agitated  while  driving  off  the  solvent  to  yield  the  coated  carrier  particles.  Again, 
for  example,  in  the  case  where  carrier  core  particles  comprise  strontium  ferrite  materials  and  have  average 

25  particle  diameters  in  the  range  of  about  30  to  40  micrometers,  if  the  relative  amount  of  polymeric  material  in 
the  solution  exceeds  about  1  .5-2  parts  per  hundred  parts  by  weight  of  core  particles,  the  particles  can  become 
agglomerated  during  the  process,  causing  non-uniformities  in  the  coating  and  limiting  the  amount  of  polymer 
that  can  be  coated. 

Thus,  the  amount  of  polymer  that  can  be  coated  by  such  methods  is  limited  (it  should  be  noted  that  the 
30  specific  maximum  relative  amounts  of  coating  material,  recited  above  for  melt-coating  and  solution-coating 

the  core  particles  specifically  described,  will  be  different  for  different  core  particles  that  may  have  different 
average  particle  sizes,  different  core  material  densities,  and/or  different  surface  area-to-mass  ratios).  The 
more  efficient  the  polymer  is  at  desirably  altering  the  carrier  particles'  charging  characteristics,  the  more  de- 
sirable  it  is,  in  terms  of  achieving  the  desired  charging  characteristics  and  minimizing  the  amount  of  polymer 

35  that  must  be  coated  to  achieve  such  characteristics. 
Another  drawback  of  some  materials  suggested  as  carrier-coating  polymers  is  their  lack  of  thermal  stabil- 

ity,  leading  to  degradation  during  coating  and  degradation  during  use  in  electrographic  development,  with  con- 
sequent  inconsistent  triboelectric  properties  initially  and  over  time  and  shorter  carrier  life  (because  of  more 
carrier  chipping,  flaking,  dusting,  and  scumming). 

40  Thus,  there  remains  a  need  for  suitable  polymers  to  be  coated  on  carrier  core  particles  to  adjust  their  tri- 
boelectric  charging  characteristics  with  respect  to  various  types  of  toner  particles  in  electrographic  developers. 
Such  polymers  should  be  highly  triboelectrically  potent  or  efficient  in  order  to  adequately  modify  carrier  charg- 
ing  characteristics  and  minimize  the  amount  of  polymer  in  the  coating,  and  should  have  good  thermal  stability. 
The  present  invention  meets  that  need. 

45  The  invention  provides  coated  carrier  particles  for  dry  electrographic  developers  as  claimed  in  claim  1  . 
Each  of  the  carrier  particles  of  the  invention  comprises  a  core  particle  having  a  polymeric  overcoat  of 

poly(p-t-butylstyrene)  or  a  copolymer  of  p-t-butylstyrene  and  a  CrC4  alkyl  methacrylate,  wherein  the  polymer 
further  comprises  sulfur-containing  end  groups. 

The  polymers  defined  above  as  useful  in  accordance  with  the  invention  are  very  efficient  at  modifying 
so  carrier  triboelectric  charging  characteristics  when  coated  thereon,  and  the  polymers  have  good  thermal  sta- 

bility. 
The  present  invention  is  beneficially  applicable  to  carrier  particles  comprising  any  of  the  core  materials 

generally  known  to  be  useful  in  carrier  particles  for  electrographic  developers.  The  carrier  core  materials  can 
comprise  conductive,  non-conductive,  magnetic,  or  non-magnetic  materials.  For  example,  carrier  cores  can 

55  comprise  glass  beads;  crystals  of  inorganic  salts  such  as  aluminum  potassium  chloride;  other  salts  such  as 
ammonium  chloride  or  sodium  nitrate;  granular  zircon;  granular  silicon;  silicon  dioxide;  hard  resin  particles  such 
as  poly(methyl  methacrylate);  metallic  materials  such  as  iron,  steel,  nickel,  carborundum,  cobalt,  oxidized  iron; 
or  mixtures  or  alloys  of  any  of  the  foregoing.  See,  for  example,  U.S.  Patents  3,850,663  and  3,970,571  .  Espe- 
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cially  useful  in  magnetic  brush  development  schemes  are  iron  particles  such  as  porous  iron  particles  having 
oxidized  surfaces,  steel  particles,  and  other  "hard"  or  "soft"  ferromagnetic  materials  such  as  gamma  ferric  ox- 
ides  or  ferrites,  such  as  ferrites  of  barium,  strontium,  lead,  magnesium,  or  aluminum.  See,  for  example,  U.S. 
Patents  4,042,518;  4,478,925;  4,546,060;  4,764,445;  4,855,205;  and  4,855,206. 

5  As  described  above,  the  polymer  coated  on  the  carrier  core  particles  comprises  poly(p-t-butylstyrene)  or 
a  copolymer  of  p-t-butylstyrene  and  a  CrC4  alkyl  methacrylate  (e.g.,  methyl  methacrylate  or  isobutyl  metha- 
crylate).  When  one  of  the  copolymers  is  chosen,  the  proportions  of  recurring  units  are  not  critical,  but  in  some 
preferred  embodiments  weight  proportions  of  1  to  1  were  employed.  The  polymer  further  comprises  sulfur- 
containing  end  groups.  Such  polymers  exhibit  better  thermal  stability  and  greater  efficiency  in  achieving  de- 

10  sired  triboelectric  charging  characteristics  than  do  the  polymers  suggested  in  the  prior  art. 
When  using  well-known  processes  of  preparing  the  polymers,  such  as  suspension  polymerization  or  emul- 

sion  polymerization,  it  is  a  simple  matter  to  create  sulfur-containing  end  groups  in  a  known  manner,  for  example, 
by  using  a  persulfate  as  the  polymerization  initiator  and/or  by  including  a  mercaptan  chain  transfer  agent  in 
the  polymerization  process.  When  a  mercaptan  chain  transfer  agent  is  employed,  it  is  preferable  to  include  a 

15  relatively  small  amount  of  such  agent  (e.g.,  1  percent  or  less,  based  on  the  total  weight  of  monomers  employed) 
so  as  not  to  create  an  inordinate  amount  of  chain  termination  that  would  yield  polymers  of  such  low  molecular 
weight  that  they  would  be  too  brittle  to  serve  well  as  carrier  coating  materials. 

As  mentioned  previously,  the  polymers  useful  in  the  present  invention  have  better  thermal  stability  than 
polymers  taught  in  the  prior  art  to  be  coated  on  carriers.  This  can  be  illustrated  by  comparing  the  results  of 

20  thermal  gravimetric  analysis  tests  on  the  various  polymers,  wherein  the  polymer  is  heated  in  air,  the  temper- 
ature  of  which  is  slowly  increased  from  75°  to  800°C,  and  the  temperature  at  which  noticeable  weight  loss  first 
occurs  is  noted.  For  example,  the  temperature  at  which  initial  noticeable  weight  loss  occurs  is  283°C  for 
poly(methyl  methacrylate)  and  281°Cfor  poly(styrene-co-methyl  methacrylate)(50:50  by  weight)  (both  poly- 
mers  not  useful  within  the  scope  of  the  invention),  while  the  onset  of  weight  loss  occurs  at  306°C  for  a  poly(p- 

25  t-butylstyrene-co-methyl  methacrylate)(50:50  by  weight)  having  sulfur-containing  end  groups  (a  polymer  use- 
ful  within  the  scope  of  the  invention).  Also,  when  maintained  at  230°C  for  4  hours,  the  polymer  noted  above 
as  useful  in  the  invention  suffered  only  2.6%  weight  loss  due  to  degradation,  while  the  two  noted  polymers 
not  useful  in  the  invention  suffered  11.5%  and  12.7%  weight  loss,  respectively. 

Methods  of  coating  a  polymer  onto  carrier  core  particles  in  a  continuous  or  discontinuous  configuration  of 
30  various  uniform  or  non-uniform  thickness  are  well  known.  Some  useful  coating  methods  include  solution-coat- 

ing,  spray  application,  plating,  tumbling,  shaking,  fluidized  bed  coating,  and  melt-coating.  Any  such  methods 
can  be  employed  to  prepare  the  coated  carrier  particles  of  this  invention.  See,  for  example,  U.S.  Patents 
4,546,060;  4,478,925;  4,233,387;  4,209,550;  and  3,507,686. 

In  coating  polymers  useful  for  the  present  invention,  relative  amounts  of  the  polymer  can  be  varied  toach- 
35  ieve  the  desired  properties.  Optimum  amounts  will  depend  on  the  nature  of  all  materials  involved  (including 

the  nature  of  toner  particles  with  which  the  carrier  particles  are  intended  to  be  subsequently  mixed  in  order  to 
form  a  developer)  and  the  amount  of  charge  per  unit  mass  desired,  but,  for  example,  in  the  specific  case  of 
strontium  ferrite  core  particles  having  average  particle  diameters  in  the  range  of  30  to  40  micrometers,  the 
coating  will  usually  comprise,  by  weight,  3  pph  coating  material  (parts  per  hundred  parts  core  material)  or  less, 

40  if  melt-coating  is  employed  (because  higher  proportions  of  coating  material  may  make  it  very  difficult  to  prop- 
erly  break  apart  the  solidified  mass  to  yield  the  discrete  coated  carrier  particles)  and  2  pph  coating  material 
or  less,  if  solution-coating  is  employed  (because  higher  proportions  of  coating  material  can  cause  particle  ag- 
glomeration  while  driving  off  the  solvent,  with  consequent  incompleteness  and/or  non-uniformity  of  the  coat- 
ing).  Note  again  that  these  preferable  upper  limits  of  weight  ratios  of  coating  material  to  core  material  will  vary 

45  as  surface  area-to-mass  ratio  of  the  core  particles  varies;  i.e.,  the  preferable  upper  limits  will  be  higher  when 
suface  area-to-mass  is  higher  than  in  the  specific  case  noted  and  will  be  lower  when  surface  area-to-mass  is 
lower  than  in  the  specific  case  noted. 

The  resultant  carrier  particles  can  be  spherical  or  irregular  in  shape,  can  have  smooth  or  rough  surfaces, 
and  can  be  of  any  size  known  to  be  useful  in  developers.  Conventional  carrier  particles  usually  have  an  average 

so  particle  diameter  in  the  range  of  2  to  1200  micrometers,  preferably  2-300  micrometers. 
In  some  preferred  embodiments  of  the  invention  strontium  ferrite  core  particles  having  an  average  diam- 

eter  of  30  micrometers  (urn)  were  mixed  with  1  pph  poly(p-t-butylstyrene),  poly(p-t-butylstyrene-co-methyl  me- 
thacrylate)(50:50  recurring  unit  weight  ratio),  or  poly(p-t-butylstyrene-co-isobutyl  methacrylate)(50:50  weight 
ratio),  all  with  sulfur-containing  end  groups,  and  all  dissolved  in  an  appropriate  coating  solvent,  such  as  di- 

ss  chloromethane.  The  mix  was  agitated  while  maintaining  the  solution  at  1  20°C  for  2  hours  to  drive  off  the  solvent 
and  fix  the  coating  on  the  core  particles,  and  then  allowed  to  cool  to  room  temperature,  to  yield  the  discrete 
coated  carrier  particles. 

In  forming  electrographic  developers,  the  inventive  carrier  particles  can  be  mixed  with  any  suitable  toner 

4 
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particles  known  to  be  useful  in  dry  electrographic  developers.  Carriers  of  the  present  invention  are  especially 
advantageous  in  developers  wherein  the  toner  particles  triboelectrically  acquire  a  negative  charge  during  mix- 
ing,  while  the  carrier  particles  acquire  a  positive  charge. 

Useful  toner  particles  comprise  at  least  a  binder  resin  and,  optionally,  other  addenda  such  as  colorants, 
5  charge-control  agents,  release  agents,  etc.,  as  is  well  known. 

Many  resins  have  been  reported  in  the  published  literature  as  being  useful  as  dry  toner  binders.  These 
include  vinyl  polymers,  such  as  homopolymers  and  copolymers  of  styrene  and  condensation  polymers  such 
as  polyesters  and  copolyesters.  Especially  useful  binder  resins  are  styrenic  polymers  of  from  40  to  1  00  percent 
by  weight  of  styrene  or  styrene  homologs  and  from  0  to  45  percent  by  weight  of  one  or  more  lower  alkyl  ac- 

10  rylates  or  methacrylates.  Preferred  are  fusible  styrene-acrylic  copolymers  which  are  covalently  lightly  cross- 
linked  with  a  divinyl  compound  such  as  divinyl  benzene  as  disclosed  in  the  patent  to  Jadwin  et  al,  U.S.  Pat.  Re. 
31,072.  Also  especially  useful  are  polyesters  of  aromatic  dicarboxylic  acids  with  one  or  more  aliphatic  diols, 
such  as  polyesters  of  isophthalic  orterephthalic  acid  with  diols  such  as  ethylene  glycol,  cyclohexane  dimetha- 
nol  and  biphenols.  Examples  are  disclosed  in  the  patent  to  Jadwin  et  al,  above. 

15  Useful  binder  resins  have  fusing  temperatures  in  the  range  of  50°C  to  200°C  so  that  the  toner  particles 
can  readily  be  fused  after  development.  Preferred  are  resins  which  fuse  in  the  range  of  65°C  to  120°C.  If  toner 
transfer  is  made  to  receiving  sheets  which  can  withstand  higher  temperatures,  polymers  of  higher  fusing  tem- 
peratures  can  be  used. 

A  colorant  for  the  toner  can  be  selected  from  a  wide  variety  of  dyes  and  pigments  such  as  those  disclosed, 
20  for  example,  in  U.S.  Pat.  Re.  31,072.  A  particularly  useful  colorant  for  toners  to  be  used  in  black  and  white 

electrophotographic  copying  machines  is  carbon  black.  The  amount  of  colorant  in  the  toner  can  vary  over  a 
wide  range,  for  instance,  from  1  to  20  weight  percent  of  the  toner.  For  some  uses,  no  colorant  is  added  to  the 
toner,  but  usually  from  1  to  6  weight  percent  of  colorant  is  present. 

Other  addenda  can  include  charge  control  agents,  those  usually  being  ionic  compounds  such  as  certain 
25  metal-azo  complexes  and  metal  salts  and  complexes  of  certain  benzoic  and  naphthoic  acids.  Suitable  charge 

control  agents  are  disclosed,  for  example,  in  U.S.  Pat.  Nos.  4,656,112;  4,206,064;  4,824,751  and  4,433,040. 
Only  a  small  concentration  of  charge  control  agent  is  normally  used  in  the  toner  composition,  e.g.,  from  0.05 
to  6  weight  percent  and  preferably  from  0.05  to  2.0  weight  percent. 

Useful  toner  particles  range  in  diameter  from  0.5  to  25  micrometers  with  an  average  size  of  1  to  16  micro- 
30  meters.  Preferably,  the  average  particle  size  ratio  of  carrier  to  toner  is  within  the  range  of  15:1  to  1:1.  However, 

carrier-to-toner  average  particle  size  ratios  of  as  high  as  50:1  are  also  useful. 
In  developers  containing  carriers  of  the  invention,  high  concentrations  of  toner  can  be  employed.  Accord- 

ingly,  the  developer  can  contain  from  70  to  99  weight  percent  carrier  and  from  30  to  1  weight  percent  toner 
based  on  the  total  weight  of  the  developer;  most  preferably,  such  concentration  is  from  80  to  99  weight  percent 

35  carrier  and  from  20  to  1  weight  percent  toner. 
Developer  compositions  containing  carriers  of  this  invention  can  be  used  in  various  known  ways  to  develop 

electrostatic  charge  patterns  or  latent  images.  Such  developable  charge  patterns  can  be  prepared  by  a  number 
of  means  and  be  carried,  for  example,  on  a  light-sensitive  photoconductive  element  or  a  non-light-sensitive 
dielectric-surfaced  element  such  as  an  insulator-coated  conductive  sheet.  One  suitable  development  techni- 

40  que  involves  cascading  the  developer  composition  across  the  electrostatic  charge  pattern,  while  another  tech- 
nique  involves  applying  toner  particles  from  a  developer  formed  into  a  magnetic  brush  by  a  magnetic  applicator 
apparatus.  This  latter  technique  involves  the  use  of  magnetically  attractable  carrier  particles  in  forming  the 
developer  composition.  After  imagewise  deposition  of  the  toner  particles,  the  image  can  be  fixed,  e.g.,  by  heat- 
ing  the  toner  to  cause  it  to  fuse  to  the  substrate  carrying  the  toner.  If  desired,  the  unfused  image  can  be  trans- 

45  ferred  to  a  receiver  such  as  a  blank  sheet  of  paper  and  then  fused  to  form  a  permanent  image. 
The  following  examples  are  presented  to  further  illustrate  some  preferred  embodiments  of  carriers  of  the 

invention  and  to  compare  their  properties  in  developers  to  those  of  carriers  outside  the  scope  of  the  invention. 
In  all  of  the  following  examples  and  controls  the  carrier  particles  comprised  strontium  ferrite  carrier  cores 

solution-coated  with  various  polymers.  They  were  prepared  by  using  a  formulation  comprising  1  part  by  weight 
so  of  various  polymers,  and  100  parts  by  weight  strontium  ferrite  particles.  The  polymer  was  dissolved  in  dichloro- 

methane,  and  the  solution  was  mixed  with  the  ferrite  particles.  The  mixture  was  agitated  while  being  maintained 
at  120°C  for  2  hours  to  drive  off  the  solvent  and  then  allowed  to  cool  to  room  temperature  to  yield  the  coated 
carrier  particles. 

In  the  Examples  the  triboelectric  properties  of  the  carrier  particles  were  indirectly  determined  by  measuring 
55  the  degree  of  charge  imparted  to  toner  particles  with  which  they  were  mixed.  The  degree  of  charge  was  de- 

termined  by  mixing  the  carrier  particles  with  typical  toner  particles  (comprising  a  cyan  colorant  dispersed  in  a 
poly(ester-amide)  binder)  to  form  a  charged  electrographic  developer  comprising  1  0%  toner  particles  by  weight 
and  measuring  the  level  of  charge  residing  on  the  toner  particles,  in  microcoulombs  per  gram  of  toner  (nc/g), 
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after  5  minutes  of  continuous  exercise  of  the  developer.  The  continuous  exercise  of  the  developer  involved 
placing  the  magnetized  developer  in  a  glass  bottle  held  in  place  on  top  of  a  typical  device  designed  to  form  a 
developer  into  an  agitating  magnetic  brush  for  development  of  electrostatic  images  into  toner  images  (in  this 
case  a  cylindrical  roll  with  rotating  magnetic  core).  Thus,  the  continuous  exercising  closely  approximated  typ- 
ical  actual  use  of  the  developer  in  an  electrographic  development  process. 

Since  the  purpose  in  measuring  toner  charge  level  in  the  examples  was  merely  to  illustrate  the  degree  of 
charge  of  developers  containing  inventive  carrier  particles  relative  to  the  degree  of  charge  of  similar  developers 
containing  carriers  not  in  accordance  with  the  invention,  any  known  convenient  method  for  measuring  toner 
charge  levels  could  be  used.  In  the  examples  below,  toner  charge  level  was  measured  by  placing  a  0.05  to  0.1 
g  portion  of  the  charged  developer  in  a  sample  dish  situated  between  electrode  plates  and  subjecting  it,  si- 
multaneously  for  30  seconds,  to  a  60  Hz  magnetic  field  to  cause  developer  agitation  and  to  an  electric  field  of 
2000  volts/cm  between  the  plates.  The  toner  is  released  from  the  carrier  and  is  attracted  to  and  collects  on 
the  plate  having  polarity  opposite  to  the  toner  charge.  The  total  toner  charge  is  measured  by  an  electrometer 
connected  to  the  plate,  and  that  value  is  divided  by  the  weight  of  the  toner  on  the  plate  to  yield  the  charge  per 
mass  of  toner  in  microcoulombs  per  gram  (nc/g). 

In  the  examples  and  controls,  whenever  a  copolymer  formed  from  two  different  monomers  was  employed, 
the  weight  ratio  of  the  two  different  types  of  recurring  units  was  50:50.  where  the  notation,  "1  %  TDDM",  appears 
after  the  name  of  a  polymer,  this  is  intended  to  mean  that  the  polymer  includes  sulfur-containing  end  groups 
formed  by  preparing  the  polymer  by  polymerization  in  the  presence  of  1  part  by  weight  of  the  chain  transfer 
agent,  t-dodecylmercaptan,  per  100  parts  by  weight  of  the  total  monomers  present  during  the  polymerization. 
As  noted  previously,  all  coatings  in  the  examples  and  controls  contained  1  part  by  weight  of  polymer  coating 
per  1  00  parts  by  weight  of  carrier  core  material. 

Examples  1-3 

In  examples  1-3,  the  effect  on  toner  charge  of  including  various  polymers  in  carrier  coatings  in  accordance 
with  the  invention,  is  illustrated  and  compared  to  control  examples  containing  various  polymers,  not  in  accor- 
dance  with  the  invention,  in  the  carrier  coatings.  Results  are  presented  in  Table  I. 

T a b l e   I  

Tone r   C h a r g e  

C u c / g )  E x a m p l e   C o a t e d   P o l y m e r   ( y c / g )  

C o n t r o l   A  p o l y s t y r e n e   - 3 8 . 8  

C o n t r o l   B  p o l y ( m e t h y l   m e t h a c r y l a t e )   - 3 9 . 2  

C o n t r o l   C  p o l y ( s t y r e n e - c o - m e t h y l  

m e t h a c r y l a t e )   - 5 2 . 0  

1  p o l y ( p - t - b u t y l s t y r e n e ) ( l %   TDDM)  - 6 3 . 2  

2  p o l y ( p - t - b u t y l s t y r e n e - c o -  

m e t h y l   m e t h a c r y l a t e ) ( l %   TDDM)  - 7 0 . 5  

3  p o l y ( p - t - b u t y l s t y r e n e - c o - i s o -  

b u t y l   m e t h a c r y l a t e )   (1%  TDDM)  - 7 3 . 6  

The  data  in  Table  I  illustrate  that  coated  carriers  in  accordance  with  the  invention  caused  toners  to  acquire 
a  significantly  higher  triboelectric  charge  than  did  coated  carriers  outside  the  scope  of  the  invention;  i.e.,  the 
polymeric  coatings  of  carriers  of  the  invention  were  more  efficient  at  imparting  desired  charging  characteristics. 

Claims 

1.  Carrier  particles  for  a  dry  electrographic  developer  comprising  a  mix  of  the  carrier  particles  and  toner  par- 
ticles,  wherein  each  of  the  carrier  particles  comprises  a  core  particle  having  an  overcoat  of  a  polymer, 
characterized  in  that  the  polymer  is  poly(p-t-butylstyrene)  or  a  copolymer  of  p-t-butylstyrene  and  a  CrC4 
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alkyl  methacrylate,  and  the  polymer  further  comprises  sulfur-containing  end  groups. 

2.  The  carrier  particles  of  claim  1,  wherein  the  polymer  is  poly(p-t-butylstyrene),  poly(p-t-butylstyrene-co- 
methyl  methacrylate),  or  poly(p-t-butylstyrene-co-isobutyl  methacrylate). 

3.  The  carrier  particles  of  claim  1  ,  wherein  the  core  particle  comprises  a  metallic  material. 

4.  The  carrier  particles  of  claim  3,  wherein  the  metallic  material  is  ferromagnetic. 

5.  The  carrier  particles  of  claim  3,  wherein  the  metallic  material  comprises  a  strontium  ferrite  material. 

Patentanspruche 

1.  Tragerteilchen,  die  fur  die  Verwendung  in  einem  trockenen  elektrographischen  Entwickler  mit  einer  Mi- 
schung  aus  den  Tragerteilchen  und  Tonerteilchen  geeignet  sind,  wobei  jedes  Tragerteilchen  ein  Kernteil- 
chen  aufweist,  das  eine  Uberzugsschicht  aus  einem  Polymer  hat,  dadurch  gekennzeichnet,  dali  das  Po- 
lymer  umfalit  Poly(p-t-butylstyrol)  oder  ein  Copolymer  aus  p-t-Butylstyrol  und  einem  CrC4-Alkylmetha- 
crylat,  und  wobei  das  Polymer  ferner  Schwefel  enthaltende  Endgruppen  aufweist. 

2.  Tragerteilchen  nach  Anspruch  1  ,  in  denen  das  Polymer  umfalit  Poly(p-t-butylstyrol),  Poly(p-t-butylstyrol- 
co-methylmethacrylat)  oder  Poly(p-t-butylstyrol-co-isobutylmethacrylat). 

3.  Tragerteilchen  nach  Anspruch  1,  in  denen  das  Kernteilchen  ein  metallisches  Material  aufweist. 

4.  Tragerteilchen  nach  Anspruch  3,  in  denen  das  metallische  Material  ferromagnetisch  ist. 

5.  Tragerteilchen  nach  Anspruch  3,  in  denen  das  metallische  Material  ein  Strontiumferritmaterial  umfalit. 

Revendications 

1  .  Particules  de  porteur  pour  developpateur  electrographique  sec  comprenant  un  melange  de  particules  de 
porteur  et  de  particules  de  toner,  dans  lesquelles  chacune  des  particules  de  porteur  comprend  une  zone 
centrale  recouverte  d'un  polymere,  caracterisees  en  ce  que  le  polymere  est  du  poly(p-t-butylstyrene)  ou 
un  copolymere  de  p-t-butylstyrene  et  de  methacrylate  d'alkyle  en  CrC4  et  le  polymere  comprend  en  outre 
des  groupes  terminaux  contenant  du  soufre. 

2.  Particules  de  porteur  selon  la  revendication  1  ,  dans  lesquelles  le  polymere  est  du  poly(p-t-butylstyrene), 
un  copolymere  de  p-t-butylstyrene  et  de  methacrylate  de  methyle  ou  un  copolymere  de  p-t-butylstyrene 
et  de  methacrylate  d'isobutyle. 

3.  Particules  de  porteur  selon  la  revendication  1,  dans  lesquelles  la  zone  centrale  comprend  un  materiau 
metallique. 

4.  Particules  de  porteur  selon  la  revendication  3,  dans  lesquelles  le  materiau  metallique  estferromagnetique. 

5.  Particules  de  porteur  selon  la  revendication  3,  dans  lesquelles  le  materiau  metallique  comprend  un  ma- 
teriau  de  ferrite  de  strontium. 
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