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Description 

This  invention  relates  to  a  fluoroolefin-alkene  base  copolymer  which  is  soluble  in  various  organic 
solvents,  curable  at  relatively  low  temperatures  and  useful  as  a  paint  vehicle. 

5  Fluororesins  are  generally  excellent  in  weather  resistance,  heat  resistance  and  chemical  resistance. 
Accordingly  paints  using  a  fluororesin  as  the  vehicle  have  been  developed  for  applications  to  chemical 
plants,  vehicles,  buildings  and  other  constructions,  machinery  and  food  containers.  Recently  much  attention 
has  been  directed  to  solvent-thinned  paints  using  a  fluororesin  which  is  soluble  in  organic  solvents  and 
curable  at  relatively  low  temperatures. 

io  It  is  well  known  that  copolymerization  of  a  fluoroolefin  such  as  chlorotrifluoroethylene  or 
tetrafluoroethylene  with  an  alkene  such  as  ethylene,  propylene  or  butylene  gives  an  alternating  copolymer 
which  is  high  in  crystallinity  and  transparency,  relatively  high  in  the  content  of  fluorine  and  excellent  in  heat 
resistance,  chemical  resistance  and  weather  resistance.  For  example,  British  Pat.  No.  949,422  and  U.S.  Pat. 
No.  2,753,328  show  such  copolymers. 

75  To  use  a  fluoroolefin-alkene  copolymer  as  the  vehicle  of  a  recoatable  paint  it  is  necessary  to  use  at 
least  one  other  comonomer  for  rendering  the  copolymer  soluble  in  organic  solvents  and  for  introducing  a 
functional  group  into  the  copolymer. 

JP-A  59-219372  proposes  to  copolymerize  a  hydroxyalkylvinyl  ether  with  a  fluoroolefin  and  an  alkene  to 
obtain  copolymers  which  have  hydroxyl  group  and  hence  can  be  cured  with  a  known  curing  agent  such  as 

20  a  polyisocyanate  or  a  modified  melamine  resin.  However,  when  a  hydroxyalkylvinyl  ether  is  used  there  is 
some  problem  about  compatibility  of  the  copolymer  with  popular  curing  agents.  It  is  often  that  during  the 
copolymerization  reaction  system  the  reaction  liquid  containing  a  copolymerized  product  gels  as  the  pH  of 
the  reaction  liquid  lowers.  To  prevent  lowering  of  the  pH  it  is  necessary  to  perform  the  copolymerization  in 
the  presence  of  a  considerable  amount  of  an  acid  acceptor,  but  the  existence  of  even  a  very  small  amount 

25  of  the  acid  acceptor  in  the  product  causes  clouding  of  the  copolymer  solution  and  insufficient  gloss  of  a 
coating  film  formed  by  application  of  the  copolymer  solution. 

Often  it  is  desired  to  introduce  a  polar  group  such  as  carboxyl  group,  besides  hydroxyl  group  for 
curing,  into  a  fluoroolefin  base  copolymer  for  use  as  a  paint  vehicle  for  the  purpose  of  improving 
dispersibilities  of  pigments  in  solutions  of  the  copolymer.  However,  in  the  case  of  using  a  hydroxyalkylvinyl 

30  ether  it  is  difficult  to  simultaneously  copolymerize  the  monomers  including  a  carboxyl-containing  monomer 
to  a  sufficient  degree  of  polymerization  and  at  good  yield  since  the  alkylvinyl  ether  is  liable  to  decompose 
or  react  with  the  carboxyl-containing  monomer.  It  is  necessary  to  first  prepare  a  copolymer  not  having 
carboxyl  group  and  then  reacting  the  copolymer  with  a  carboxyl-containing  monomer.  For  example,  JP-A 
58-136605  proposes  first  preparing  a  copolymer  of  a  fluoroolefin  and  a  hydroxyalkylvinyl  ether  and  then 

35  reacting  the  copolymer  with  succinic  anhydride.  From  a  practical  point  of  view,  such  a  two-stage  process  is 
inconvenient  and  raises  some  problems  including  a  tendency  to  coloring  of  the  finally  obtained  copolymer. 

It  is  an  object  of  the  present  invention  to  provide  a  fluoroolefin-alkene  base  copolymer  which  has 
hydroxyl  group  together  with  carboxyl  group,  can  be  prepared  by  a  single-stage  radical  polymerization 
reaction  and  is  soluble  in  organic  solvents  including  aromatic  solvents  low  in  polarity  and  hence  practicable 

40  as  a  paint  vehicle. 
The  present  invention  provides  a  copolymer  comprising  25-75  mol%  of  first  repeating  units  which 

originate  from  a  fluoroolefin,  10-70  mol%  of  second  repeating  units  which  originate  from  an  alkene,  3-40 
mol%  of  third  repeating  units  which  originate  from  a  hydroxyl-containing  allyl  ether  represented  by  the 
general  formula 

45 

C H 2 = C H C H 2 0 - f - C H 2 C R H O - f _ - H ,  

50  wherein  R  is  H  or  CH3  and  n  is  0  or  an  integer  from  1  to  6,  and  0.6-20  mol%  of  fourth  repeating  units  which 
originate  from  a  carboxyl-containing  monomer. 

The  primary  feature  of  the  invention  is  using  a  hydroxyl-containing  allyl  ether  of  the  above  general 
formula  to  introduce  hydroxyl  group  into  a  fluoroolefin-alkene  copolymer.  By  using  a  hydroxyl-containing 
allyl  ether  a  desired  copolymer  can  easily  be  prepared  by  a  radical  polymerization  reaction  without  using 

55  any  acid  acceptor,  and  the  obtained  copolymer  is  good  in  compatibility  with  many  kinds  of  polyisocyanates 
and  modified  melamine  resins  useful  as  curing  agents.  Even  in  the  case  of  a  copolymer  incorporating  a 
carboxyl-containing  monomer  for  improving  dispersibilities  of  pigments  the  copolymer  can  be  prepared  by  a 
single-stage  copolymerization  reaction.  The  molecule  of  a  hydroxyl-containing  allyl  ether  has  allyl  linkage 
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which  is  susceptible  to  chain  transfer.  Therefore,  without  using  any  chain  transfer  agent  a  copolymer 
according  to  the  invention  can  be  prepared  with  a  relatively  low  molecular  weight  which  is  favorable  for 
solubilities  of  the  copolymer  in  various  solvents. 

To  enhance  water  repellency  of  a  copolymer  according  to  the  invention  in  cured  state  it  is  optional  to 
5  incorporate  a  fluorine-containing  surface  modifier  in  the  copolymer  by  performing  the  copolymerization 

reaction  in  the  presence  of  the  surface  modifier.  The  copolymer  with  enhanced  water  repellency  will  be 
used  in  paints  for  exterior  walls  of  buildings  and  topcoat  paints  for  automobiles. 

Also  optionally,  a  copolymer  according  to  the  invention  may  further  comprise  not  more  than  10  mol%  of 
repeating  units  which  originate  from  a  monomer  or  monomers  different  from  the  above  describe  monomers. 

io  A  copolymer  according  to  the  invention  is  excellent  in  chemical  resistance  and  weather  resistance  and 
high  in  transparency.  This  copolymer  exhibits  high  solubilities  in  various  organic  solvents  including  aromatic 
solvents  which  are  low  in  polarity  and  suitable  for  use  in  paints,  and  the  copolymer  can  easily  be  cured  by 
an  ordinary  curing  agent  such  as  a  polyisocyanate  or  a  modified  melamine  resin.  A  solution  of  this 
copolymer  in  an  organic  solvent  is  useful  as  a  coating  liquid  composition,  and  a  paint  composition  is 

is  obtained  by  dispersing  a  pigment  in  the  solution. 
Good  examples  of  fluoroolefins  useful  in  this  invention  are  trifluoroethylene,  tetrafluoroethylene, 

chlorotrifluoroethylene,  hexafluoropropene,  vinyl  fluoride  and  vinylidene  fluoride.  Considering  polymerizing 
reactivities  of  monomers  and  the  properties  of  the  obtained  copolymers,  it  is  preferred  to  use 
chlorotrifluoroethylene  or  tetrafluoroethylene. 

20  Good  examples  of  alkenes  useful  in  this  invention  are  ethylene,  propylene,  n-butene,  iso-butene,  n- 
hexene,  iso-octene,  1-octene  and  vinylcyclohexene.  Considering  the  copolymerizability  and  the  properties 
of  the  obtained  copolymers,  it  is  preferred  to  make  a  selection  from  ethylene,  propylene,  n-butene  and  iso- 
butene.  If  desired  two  or  more  kinds  of  alkenes  can  be  used  jointly. 

The  third  component  of  the  copolymer  is  selected  from  hydroxyl-containing  allyl  ethers  represented  by 
25  the  general  formula 

CH9=CHCHo0-f-CHoCRH0-)  h  , <s  £  2  n 
30 

wherein  R  is  H  or  CH3  and  n  is  0  or  an  integer  from  1  to  6.  Examples  of  such  allyl  ethers  are  allyl  alcohol, 
ethylene  glycol  monoallyl  ether,  diethylene  glycol  monoallyl  ether,  triethylene  glycol  monoallyl  ether  and 
hydroxypropylallyl  ether.  It  is  preferred  to  use  an  allyl  ether  for  which  n  in  the  above  formula  is  0  or  from  1 
to  4. 

35  The  fourth  component  of  the  polymer  is  a  carboxyl-containing  monomer.  Examples  of  carboxyl- 
containing  monomers  useful  in  this  invention  are  acrylic  acid,  methacrylic  acid,  vinylacetic  acid,  allylacetic 
acid,  allyloxyacetic  acid  and  itaconic  acid,  and  it  is  preferred  to  use  vinylacetic  acid,  allyloxyacetic  acid  or 
acrylic  acid. 

It  is  optional  to  incorporate  auxiliary  repeating  units  which  originate  from  at  least  one  monomer  selected 
40  from  acrylates,  methacrylates  acrylic  amides,  hydroxyl-containing  vinyl  ethers  and  vinyl  ethers  into  a 

copolymer  according  to  the  invention  on  condition  that  the  optional  monomer(s)  does  not  occupy  more  than 
10  mol%  of  the  copolymer.  For  example,  an  optional  comonomer  can  be  chosen  from  hydroxyethylvinyl 
ether,  hydroxypropylvinyl  ether,  hydroxybutylvinyl  ether,  hydroxyethyl  acrylate,  methyl  methacrylate, 
glycidyl  methacrylate,  acrylamide,  N-methylol  acrylamide,  ethylvinyl  ether  and  butylvinyl  ether. 

45  The  amounts  of  the  essential  and  optional  components  of  a  copolymer  according  to  the  invention  are 
limited  within  the  ranges  specified  hereinbefore,  respectively,  in  view  of  the  following  tendencies. 

If  the  amount  of  a  fluoroolefin  is  too  large  the  copolymer  becomes  low  in  solubilities  in  organic  solvents 
and,  besides,  it  becomes  difficult  to  prepare  the  copolymer  at  good  yield.  If  the  amount  of  the  fluoroolefin  is 
too  small  the  copolymer  becomes  insufficient  in  chemical  resistance  and  weather  resistance.  It  is  preferred 

50  that  in  the  copolymer  repeating  units  originating  from  a  fluoroolefin  amount  to  30-60  mol%. 
If  the  amount  of  an  alkene  is  too  small  it  is  difficult  to  prepare  the  copolymer  at  good  yield.  If  the 

amount  of  the  alkene  is  too  large  the  copolymer  becomes  insufficient  in  chemical  resistance  and  weather 
resistance.  It  is  preferred  that  the  repeating  units  originating  from  an  alkene  amount  to  20-50  mol%. 

If  the  amount  of  a  hydroxyl-containing  allyl  ether  is  too  small  the  copolymer  becomes  low  in  solubilities 
55  in  organic  solvents  and  weak  in  susceptibility  to  curing  reaction  and,  hence,  becomes  insufficient  in 

chemical  resistance  and  weather  resistance,  and  a  paint  composition  using  the  copolymer  becomes  poor  in 
recoatability.  If  the  amount  of  this  component  is  too  large  the  copolymer  will  become  too  low  in  molecular 
weight,  and  some  difficulties  will  arise  in  preparing  the  copolymer.  It  is  preferred  that  the  hydroxyl- 
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containing  allyl  ether  component  amounts  to  5-30  mol%. 
If  the  amount  of  a  carboxyl-containing  monomer  is  too  large  the  copolymer  is  liable  to  become  too  low 

in  molecular  weight  and  relatively  low  in  solubilities  in  organic  solvents,  and  it  is  difficult  to  prepare  the 
copolymer  at  good  yield.  It  is  preferred  that  the  amount  of  this  component  is  not  more  10  mol%. 

5  If  the  copolymer  contains  more  than  10  mol%  of  the  auxiliary  repeating  units  the  copolymer  may  be 
insufficient  in  solubilities  or  transparency,  and  some  difficulties  will  arise  in  preparing  the  copolymer.  It  is 
preferred  that  the  amount  of  repeating  units  originating  from  the  otional  monomer(s)  is  not  more  than  8 
mol%. 

It  is  desirable  to  adjust  the  composition  of  a  copolymer  according  to  the  invention  such  that  the  intrinsic 
io  viscosity  of  the  copolymer  in  tetrahydrofuran  at  30  °C  falls  in  the  range  from  0.05-2.0  dl/g.  When  the 

intrinsic  viscosity  is  too  high  the  copolymer  may  not  be  desirably  high  in  solubilities  in  various  organic 
solvents.  When  the  intrinsic  viscosity  is  too  low  paint  compositions  using  a  solution  of  the  copolymer  may 
not  be  satisfactory  in  applicability  and  may  not  provide  paint  films  of  good  properties. 

In  the  case  of  incorporating  a  fluorine-containing  surface  modifier  in  a  copolymer  according  to  the 
is  invention  for  enhancing  the  water  repellency  of  the  copolymer  in  cured  state,  it  is  suitable  to  select  the 

surface  modifier  from  acrylate  or  methacrylate  base  fluorine-containing  copolymers,  styrene  base  fluorine- 
containing  copolymers  and  fluoropolyether  copolymers,  and  it  is  preferred  to  select  a  fluorine-containing 
copolymer  having  hydroxyl  group  or  carboxyl  group  as  a  functional  group  useful  for  curing.  Fluorine- 
containing  surface  modifiers  suitable  for  use  in  this  invention  are  on  the  market.  Examples  are  MODIPER 

20  F100  and  MODIPER  F200  of  Nippon  Oil  &  Fats  Co.,  which  are  block  copolymers  having  a  functional 
segment  containing  a  fluorinated  alkyl  component  and  having  hydroxyl  group  in  the  polymer  chain,  FA-100, 
FM-100  and  FS-100  of  Mitsubishi  Yuka  Co.,  which  are  block  copolymers  having  a  acrylate  base  (FA-100), 
methacrylate  base  (FM-100)  or  styrene  base  (FS-100)  segment  and  a  fluorine-containing  functional  seg- 
ment,  and  FOMBLIN  Z  DOL  and  FOMBLIN  Z  DOL  TX  of  Nippon  Montedison  Co.,  which  are  per- 

25  fluoropolyethers  having  hydroxyl  group  as  a  functional  group. 
To  incorporate  a  fluorine-containing  surface  modifier  into  a  copolymer  according  to  the  invention,  the 

surface  modifier  is  added  to  the  mixture  of  monomers  to  be  copolymerized  by  a  method  described 
hereinafter.  In  the  copolymer  the  maximum  amount  of  the  fluorine-containing  surface  modifier  is  limited  to 
30  wt%  of  the  basic  copolymer  formed  of  the  copolymerized  monomers,  because  if  a  larger  amount  of 

30  surface  modifier  is  contained  the  copolymer  becomes  inferior  in  compatibility  with  organic  solvents  or 
pigments.  Preferably  the  amount  of  the  surface  modifier  is  limited  within  the  range  from  0.5  to  10  wt%  of 
the  aforementioned  basic  copolymer. 

A  copolymer  according  to  the  invention  is  prepared  by  single-stage  copolymerization  of  the  essential 
monomers,  and  the  optional  monomer(s)  if  used.  As  to  the  purity  of  each  monomer,  gas  chromatography 

35  purity  of  98%  or  above  is  sufficient  on  condition  that  impurities  obstructive  to  usual  radical  polymerization 
reactions  are  not  contained.  It  is  suitable  to  accomplish  the  copolymerization  by  a  solution  polymerization 
method  using  an  organic  solvent  and  an  oil-soluble  radical  polymerization  initiator. 

The  copolymerization  reaction  is  carried  out  at  a  temperature  ranging  from  -30  °C  to  130°C.  An 
optimum  temperature  for  the  reaction  depends  on  the  kind  of  the  initiator,  but  usually  it  is  suitable  to  carry 

40  out  the  reaction  at  a  temperature  in  the  range  from  0  to  100°C.  Useful  oil-soluble  initiators  include  organic 
peroxides  such  as  diisopropyl  peroxydicarbonate,  di-n-propyl  peroxydicarbonate,  t-butyl  peroxypivalate,  di- 
2-ethylhexyl  peroxydicarbonate,  benzoyl  peroxide,  lauroyl  peroxide,  propionyl  peroxide,  trichloroacetyl 
peroxide,  perfluorobutyryl  peroxide  and  perfluorooctanoyl  peroxide,  azo  compounds  such  as  azobisios- 
butyronitrile  and  azobis-2,4-dimethylvaleronitrile  and  organic  boron  compounds  such  as  oxytriethylboron 

45  and  peroxytriethylboron. 
Copolymers  according  to  the  invention  are  well  soluble  even  in  aromatic  solvents  represented  by  xylene 

and  toluene  which  are  low  in  polarity  and  suitable  for  paint  compositions.  The  copolymers  are  well  soluble 
also  in  other  various  organic  solvents  including  benzene,  cyclic  ethers  such  as  dioxane  and  tetrahydrofuran, 
esters  such  as  ethyl  acetate  and  butyl  acetate,  ketones  such  as  acetone,  methylethyl  ketone  and 

50  cyclohexane,  nitrogen-containing  solvents  such  as  dimethylformamide,  dimethylacetamide  and  pyridine  and 
halogen-containing  solvents  such  as  1  ,1  ,1-trichloroethane  and  trichloroethylene.  It  is  free  to  use  a  mixture  of 
xylene  or  toluene  with  an  organic  solvent  of  a  different  category.  In  any  case  a  clear  and  colorless 
copolymer  solution  is  obtained. 

A  copolymer  according  to  the  invention  has  active  hydrogen  in  the  molecular  chain  and,  hence,  can  be 
55  cured  by  reaction  with  a  compound  having  a  functional  group  that  reacts  with  active  hydrogen.  When  a 

coating  liquid  is  prepared  by  adding  a  polyisocyanate  to  a  solution  of  the  copolymer  in  an  organic  solvent 
and  the  solvent  is  dissipated  after  applying  the  coating  liquid  to  a  desired  surface,  curing  reaction  of  the 
copolymer  with  the  polyisocyanate  proceeds  at  room  temperature.  When  a  blocked  polyisocyanate  is  used 
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the  curing  reaction  is  accomplished  by  heat  treatment  at  a  temperature  above  the  dissociation  temperature 
of  the  polyisocyanate.  In  either  case  a  well  cured  hard  coating  film  is  obtained.  The  curing  agent  is  not 
limited  to  polyisocyanate.  It  is  also  possible  to  use  melamine  resin,  urea  resin  or  a  polybasic  acid  or  its 
anhydride,  though  heating  is  needed  for  accomplishment  of  curing  reaction. 

5  A  paint  composition  is  obtained  by  dispersing  a  pigment  in  a  solution  of  a  copolymer  according  to  the 
invention  and  a  curing  agent  in  an  organic  solvent.  Either  an  inorganic  pigment  or  an  organic  pigment  can 
be  used,  though  in  the  case  of  using  an  organic  pigment  it  is  preferable  to  use  a  carboxyl-containing 
monomer  in  preparing  the  copolymer.  The  pigment  exhibits  good  dispersibility  in  the  solution.  Besides  a 
pigment,  optional  additives  such  as,  for  example,  an  ultraviolet  absorbing  agent  and  a  dispersion  stabilizing 

io  agent  may  be  added  to  the  solution.  Such  optional  additives  too  exhibit  good  dispersibility  in  the  solution. 
The  following  are  nonlimitative  examples  of  the  present  invention. 

EXAMPLE  1 

is  A  1  -liter  stainless  steel  autoclave  provided  with  an  electromagnetic  stirrer  was  charged  with  54.4  g  of 
ethylene  glycol  monoallyl  ether  (EGMAE),  1.8  g  of  vinylacetic  acid  (VAA),  7.3  g  of  a  commercial  radical 
polymerization  initiator  (PERROYL  NPP  of  Nippon  Oil  &  Fats  Co.,  peroxide)  and  220  g  of  xylene.  The  gas 
atmosphere  in  the  autoclave  was  replaced  by  nitrogen  gas,  and  this  operation  was  repeated  twice.  After  that 
252.7  g  of  chlorotrifluoroethylene  (CTFE)  and  57.9  g  of  propylene  (Pr)  were  introduced  into  the  autoclave. 

20  Then  the  temperature  in  the  autoclave  was  gradually  raised  up  to  40  °C,  and  at  at  this  temperature 
polymerization  reaction  was  carried  out  for  24  hr.  In  this  case  the  proportions  of  the  monomers  subjected  to 
polymerization  were  52.9  mol%  CTFE,  33.6  mol%  Pr,  13.0  mol%  EGMAE  and  0.5  mol%  VAA.  After  the 
reaction  unreacted  CTFE  and  Pr  were  discharged  from  the  autoclave,  and  the  reaction  liquid  was  taken  out 
of  the  autoclave.  The  reaction  liquid  was  filtered  to  obtain  a  colorless  and  clear  solution  of  a  polymer,  which 

25  was  a  CTFE/Pr/EGMAE/VAA  copolymer.  The  concentration  of  the  copolymer  in  the  solution  was  50.0  wt%. 
A  portion  of  the  solution  was  poured  into  n-hexane  to  precipitate  the  copolymer.  The  precipitated 

copolymer  was  dried  and  subjected  to  analysis  of  chemical  composition,  molecular  weight  (number  average 
molecular  weight  determined  by  GPC,  assuming  to  be  polystyrene),  glass  transition  temperature,  Tg  - 
(determined  from  dynamic  viscoelasticity  measured  by  the  TBA  method)  and  OH  value  (determined  by 

30  acetylation  method  using  acetic  anhydride).  The  analytical  results  are  shown  in  Table  1  . 
In  the  following  examples  the  copolymerization  process  of  Example  1  was  repeated  with  modifications 

only  in  the  noted  points.  In  every  example  a  colorless  and  clear  solution  of  a  copolymer  was  obtained.  The 
obtained  copolymers  were  analyzed  by  the  same  methods.  The  results  are  shown  in  Table  1  . 

35  EXAMPLE  2 

In  place  of  Pr  38.6  g  of  ethylene  (Et)  was  used,  and  the  solvent  was  changed  to  209  g  of  butyl  acetate. 
The  proportions  of  the  monomers  were  52.9  mol%  CTFE,  33.6  mol%  Et,  13.0  mol%  EGMAE  and  0.5  mol% 
VAA.  In  the  obtained  solution  the  cocentration  of  the  copolymer  was  47.8  wt%. 

40 
EXAMPLE  3 

In  place  of  Pr  77.1  g  of  iso-butene  (Bu)  was  used,  and  the  solvent  was  changed  to  232  g  of  butyl 
acetate.  The  proportions  of  the  monomers  were  52.9  mol%  CTFE,  33.6  mol%  Bu,  13.0  mol%  EGMAE  and 

45  0.5  mol%  VAA.  In  the  obtained  solution  the  concentration  of  the  copolymer  was  36.5  wt%. 

EXAMPLE  4 

The  quantity  of  CTFE  was  increased  to  286.6  g  (60.0  mol%),  and  the  quantity  of  Pr  was  decreased  to 
50  45.6  g  (26.5  mol%),  and  the  quantity  of  xylene  was  slightly  increased  to  233  g.  In  the  obtained  solution  the 

concentration  of  the  copolymer  was  50.4  wt%. 

EXAMPLE  5 

55  In  place  of  EGMAE  30.9  g  of  allyl  alcohol  (AAL)  was  used,  and  the  quantity  of  xylene  was  slightly 
decreased  to  206  g.  The  proportions  of  the  monomers  were  52.9  mol%  CTFE,  33.6  mol%  Pr,  13.0  mol% 
AAL  and  0.5  mol%  VAA.  In  the  obtained  solution  the  concentration  of  the  copolymer  was  41.1  wt%. 

6 
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EXAMPLE  6 

In  place  of  CTFE  217.g  of  tetrafluoroethylene  (TFE)  was  used,  and  in  place  of  Pr  38.6  g  of  Et  was  used. 
The  solvent  was  changed  to  187  g  of  butyl  acetate.  The  proportions  of  the  monomers  were  52.9  mol%  TFE, 

5  33.6  mol%  Et,  13.0  mol%  EGMAE  and  0.5  mol%  VAA.  In  the  obtained  solution  the  concentration  of  the 
copolymer  was  46.3  wt%. 

COMPARATIVE  EXAMPLE  1 

io  By  substantially  the  same  process  as  in  Example  1  ,  252.7  g  of  CTFE  (52.9  mol%),  57.9  g  of  Pr  (33.6 
mol%),  61.9  g  of  hydroxybutylvinyl  ether  (HBVE)  (13.0  mol%)  and  1.8  g  of  VAA  (0.5  mol%)  were 
copolymerized  in  225  g  of  xylene.  The  copolymer  was  low  in  solubility  in  xylene  so  that  the  reaction  liquid 
turned  into  a  gel.  That  is,  in  this  case  it  was  difficult  to  accomplish  single-stage  copolymerization  of  the  four 
monomers  including  hydroxyl-containing  allyl  ether  (HVBE)  and  a  carboxylic  acid  (VAA). 

15 
COMPARATIVE  EXAMPLE  2 

The  copolymerization  of  Comparative  Example  1  was  repeated  except  that  the  solvent  was  changed  to 
225  g  of  butyl  acetate  and  that  6.3  g  of  K2CO3  was  added  as  an  acid  acceptor.  In  this  case  a  copolymer 

20  was  obtained  as  a  colorless  and  clear  solution.  The  concentration  of  the  copolymer  in  the  solution  was  52.3 
wt%.  Analysis  of  the  copolymer  gave  the  results  shown  in  Table  1. 

7 
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55  EVALUATION  TEST  1 

The  copolymer  solutions  obtained  in  Examples  1,  2  and  5  and  Comparative  Example  2  were  tested. 
The  concentration  of  each  solution  was  adjusted  to  50  wt%.  To  test  compatibilities  (mutual  solubilities)  of 
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70 

these  copolymer  solutions  with  curing  agents,  each  solution  was  mixed  alternately  with  several  kinds  of 
commercial  curing  agents,  viz.,  modified  melamine  resins  (UVAN  of  Mitsui  Toatsu  Chemicals  Co.  and 
NIKALAC  of  Sanwa  Chemicals  Co.)  and  polyisocyanates  (CORONATE  of  Nippon  Polyurethane  Co.).  In 
every  case  the  proportion  of  the  curing  agent  was  such  that  30  parts  by  weight  of  the  solid  component  of 
the  curing  agent  was  added  to  100  parts  by  weight  of  the  copolymer  in  the  solution.  After  well  mixing  the 
mixed  liquid  was  dropped  onto  a  glass  plate.  The  wetted  glass  plate  was  left  standing  at  room  temperature 
for  about  24  hr  and  then  baked  at  140°C  for  30  min  to  cure  the  coating  film.  Every  coating  film  was 
observed  by  the  naked  eye  to  judge  the  degree  of  cloudiness.  The  results  are  shown  in  Table  2,  wherein 
"A"  means  a  wholly  transparent  film,  "B"  a  transparent  but  slightly  cloudy  film,  "C"  rather  a  cloudy  film, 
and  "D"  a  cloudy  and  opaque  film. 

TABLE  2 

75 C u r i n g   A g e n t  Ex.  1  Ex.  2  Ex.  5  Comp.  
Ex.  2 

20 

25 

30 

35 

40 

45 

M o d i f i e d   M e l a m i n e  
R e s i n s  

UVAN  2 0 S E - 6 0  

20HS 

1 6 6 - 6 0  

NIKALAC  MW-30 

MX-40 

"  M S - 0 0 1  

MX-750 

MS-  11 

MW-22A 

P o l y i s o c y a n a t e s  

CORONATE  EH 

2 5 0 7  

2 5 1 5  

A 

A 

A 

A 

A 

C 

B 

A 

A 

A 

A 

A 

A 

A 

A 

A 

A 

A 

B 

A 

A 

A 

A 

A 

A 

A 

A 

A 

A 

A 

A 

A 

A 

A 

A 

A 

B 

B 

B 

A 

A 

D 

C 

B 

A 

A 

A 

A 

The  test  results  in  Table  2  indicate  that  in  the  case  of  the  copolymer  of  Comparative  Example  2  using 
an  alkylvinyl  ether  it  is  necessary  to  carefully  selecting  a  curing  agent.  Besides,  as  can  be  seen  in  Table  1 

50  this  copolymer  is  liable  to  have  a  relatively  high  molecular  weight,  which  adversely  affects  the  surface 
smoothness  of  a  coating  film  formed  of  the  copolymer. 

EVALUATION  TEST  2 

55  Using  each  of  the  copolymer  solutions  obtained  in  Examples  1  to  6,  a  paint  composition  was  prepared 
by  first  adjusting  the  concentration  of  the  compolymer  in  the  solution  to  50  wt%,  then  adding  25  parts  by 
weight  of  a  white  pigment  (titanium  oxide)  to  100  parts  by  weight  of  the  solution  and  making  thorough 
mixing  in  a  ball  mill  and  finally  adding  a  curing  agent  of  polyisocyanate  type  (CORONATE  EH)  in  an 
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amount  equivalent  to  the  OH  value  of  the  copolymer  in  the  mixture. 
The  obtained  paint  compositions  were  each  diluted  with  xylene  or  butyl  acetate  to  adjust  the  viscosity 

to  a  predetermined  value.  Then  each  paint  composition  was  applied  to  a  chromate-treated  aluminum  plate 
with  an  applicator,  and  after  drying  the  paint  film  was  cured  by  baking  at  80  °C  for  about  1  hr.  The 

5  thickness  of  the  cured  paint  film  was  30-35  urn.  The  cured  paint  film  was  left  standing  at  room  temperature 
for  2  days  and  then  subjected  to  measurement  of  gloss,  hardness,  tightness  of  adhesion  to  the  aluminum 
surface,  Ericsen  value,  pliability,  impact  resistance,  angle  of  contact  with  water  and  weatherability.  The 
results  are  shown  in  Table  3. 

Besides,  chemical  resistance  of  the  paint  films  of  Examples  1-6  was  examined  by  leaving  samples 
io  immersed  in  5%  aqueous  solution  of  H2SO4  for  7  days  at  room  temperature  and  leaving  separate  samples 

immersed  in  5%  aqueous  solution  of  NaOH  for  7  days  at  room  temperature.  After  the  immersion  in  the  acid 
or  alkali  solution  there  was  no  change  in  the  appearance  of  the  paint  film  sample  of  every  example. 

10 
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The  following  examples  relate  to  the  incorporation  of  a  fluorine-containing  surface  modifier  in 
copolymers  according  to  the  invention. 

EXAMPLE  7 

A  1  -liter  stainless  steel  autoclave  provided  with  an  electromagnetic  stirrer  was  charged  with  39.1  g  of 
EGMAE,  1.3  g  of  VAA,  5.3  g  of  a  commercial  radical  polymerization  initiator  (PERR0YL  NPP),  6.4  g  of  a 
fluorine-containing  surface  modifier  (MODIPER  F100,  30%  solution)  and  158  g  of  xylene.  The  gas 

11 



EP  0  391  232  B1 

atmosphere  in  the  autoclave  was  replaced  by  nitrogen  gas,  and  this  operation  was  repeated  twice.  After  that 
181.2  g  of  CTFE  and  41.6  g  of  Pr  were  introduced  into  the  autoclave.  Then  the  temperature  in  the  autoclave 
was  gradually  raised  up  to  40  °  C,  and  at  this  temperature  polymerization  reaction  was  carried  out  for  24  hr. 
After  the  reaction  unreacted  CTFE  and  Pr  were  discharged  from  the  autoclave,  and  the  reaction  liquid  was 

5  taken  out  of  the  autoclave.  The  reaction  liquid  was  filtered  to  obtain  a  colorless  and  clear  solution  of  a 
copolymer.  The  yield  of  the  copolymer  was  calculated  to  be  about  73  %.  The  copolymer  was  analyzed  by 
the  same  methods  as  in  Example  1  .  The  results  are  shown  in  Table  4. 

In  the  following  examples,  the  copolymerization  of  Example  7  was  modified  only  in  the  noted  point(s). 
The  particulars  of  the  obtained  copolymers  are  shown  in  Table  4. 

10 
EXAMPLE  8 

The  quantity  of  EGMAE  was  decreased  to  19.5  g,  and  22.2  g  of  HBVE  was  additionally  used,  and  the 
fluorine-containing  surface  modifier  was  changed  to  6.9  g  of  FM-100  (30%  solution). 

15 
EXAMPLE  9 

The  quantity  of  the  surface  modifier,  MODIPER  F100  (30%  solution),  was  increased  to  32.0  g. 

20  EXAMPLE  10 

The  surface  modifier  was  omitted. 

TABLE  4 
25 

Ex.7  Ex.8  Ex.9  Ex.10 

Composition  of  Copolymer  (mol%) 

CTFE  44.7  46.6  42.5  45.4 
Pr  42.7  40.6  43.9  41.8 
EGMAE  12.0  12.2*>  12.9  12.2 
VAA  0.6  0.6  0.5  0.6 

Amount  of  Surface  Modifier  (wt%)  1 1   5  0 
Yield  of  Copolymer  (%)  73  78  70  75 
Molecular  Weight,  Mn  4800  5600  4700  4600 
OH  Value  (mg  KOH/g)  86  84  89  87 
Acid  Value  (mg  KOH/g)  5  4  5  5 

*)  EGMAE  +  HBVE 
40  - 

EVALUATION  TEST  3 

45  Using  each  of  the  copolymer  solutions  obtained  in  Examples  7  to  10,  a  clear  varnish  composition  was 
prepared  by  first  adjusting  the  concentration  of  the  copolymer  in  the  solution  to  50  wt%  and  then  adding  15 
parts  by  weight  of  a  curing  agent  of  modified  melamine  resin  type  (UVAN  20SE-60)  to  100  parts  by  weight 
of  the  copolymer  solution.  Besides,  to  the  copolymer  solution  of  Example  10  a  fluorine-containing  surface 
modifier  (MODIPER  F100)  was  added  so  as  to  amount  to  5  wt%  of  the  copolymer  in  the  solution. 

50  The  obtained  varnish  compositions  were  each  diluted  with  xylene  to  adjust  the  viscosity  to  a 
predetermined  value.  Then  each  varnish  composition  was  dropped  onto  a  transparent  glass  plate,  and  after 
setting  at  room  temperature  the  coating  film  was  cured  by  baking  at  140°C  for  30  min. 

The  degree  of  transparency  of  each  coating  film  was  evaluated  by  visual  observation.  The  results  are 
shown  in  Table  5. 

55  The  varnish  compositions  were  further  diluted  so  as  to  become  suitable  for  spray  coating.  Then  each 
varnish  composition  was  spray-coated  on  a  silver  metallic  paint  film  coated  on  a  chromate-treated  aluminum 
plate,  and  after  setting  at  room  temperature  the  varnish  film  was  cured  by  baking  at  140°C  for  30  min.  The 
cured  varnish  film  was  subjected  to  measurement  of  gloss,  hardness,  tightness  of  adhesion  to  the 

12 
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underlying  paint  film  and  the  angle  of  contact  with  water.  Furthermore,  each  varnish  film  was  subjected  to  a 
weathering  test  with  a  ray-control  dew  panel  weathermeter  for  1000  hr,  and  the  measurement  of  the  angle 
of  contact  with  water  was  repeated  after  the  weathering  test.  The  results  are  shown  in  Table  5. 

5  TABLE  5 

Ex.7  Ex.8  Ex.9  Ex.10 

Transparency  *)  A  A  A  B 
Gloss  (60  °  specular  gloss)  85  85  83  85 
Pencil  Hardness  (max.  hardness  of  pencil  H  H  HB  H 
failed  to  give  scratch) 
Cross-cut  Adhesion  Test  (no  peel  areas  among  1  00/1  00  1  00/1  00  1  00/1  00  1  00/1  00 
100  areas  tested  with  cellophane  tape) 
Angle  of  Contact  with  Water  (degree),  initially  94  95  104  95 
Angle  of  Contact  with  Water  (degree),  after  the  85  88  91  75 
weathering  test 

*)  "A"  means  excellent,  "B"  means  good. 

20 

Claims 

1.  A  curable  copolymer,  comprising  25  to  75  mol%  of  first  repeating  units  which  originate  from  a 
25  fluoroolefin,  10  to  70  mol%  of  second  repeating  units  which  originate  from  an  alkene,  3  to  40  mol%  of 

third  repeating  units  which  originate  from  a  hydroxyl-containing  allyl  ether  represented  by  the  general 
formula 

so  CHo=CHCHo0-(—  CHoCRH0-)  H, 

wherein  R  is  H  or  CH3  and  n  is  0  or  an  integer  from  1  to  6,  and  0.6  to  20  mol%  of  fourth  repeating 
units  which  originate  from  a  carboxyl-containing  monomer. 

35 
2.  A  copolymer  according  to  Claim  1,  wherein  said  first,  second,  third  and  fourth  repeating  units  amount  to 

30-60  mol%,  20-50  mol%,  5-30  mol%  and  0.6  to  10  mol%  respectively. 

3.  A  copolymer  according  to  Claim  1  or  2,  wherein  said  fluoroolefin  is  selected  from  the  group  consisting 
40  of  chlorotrifluoroethylene,  tetrafluoroethylene,  trifluoroethylene,  hexafluoropropene,  vinyl  fluoride  and 

vinylidene  fluoride. 

4.  A  copolymer  according  to  Claim  1  ,  2  or  3,  wherein  said  alkene  is  selected  from  ethylene,  propylene,  n- 
butene,  iso-butene,  n-hexene,  iso-octene,  1-octene  and  vinylcyclohexene. 

45 
5.  A  copolymer  according  to  any  of  Claims  1  to  4,  wherein  said  hydroxyl-containing  allyl  ether  is  selected 

from  allyl  alcohol,  ethylene  glycol  monoallyl  ether,  diethylene  glycol  monoallyl  ether,  triethylene  glycol 
monoallyl  ether  and  hydroxypropylallyl  ether. 

50  6.  A  copolymer  according  to  any  of  Claims  1  to  5,  wherein  said  carboxyl-containing  monomer  is  selected 
from  acrylic  acid,  methacrylic  acid,  vinylacetic  acid,  allylacetic  acid,  allyloxyacetic  acid  and  itaconic 
acid. 

7.  A  copolymer  according  to  any  of  the  preceding  claims,  further  comprising  not  more  than  10  mol%  of 
55  auxiliary  repeating  units  which  originate  from  at  least  one  monomer  selected  from  acrylates, 

methacrylates,  acrylic  amides,  vinyl  ethers  and  hydroxyl-containing  vinyl  ethers. 

13 
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8.  A  copolymer  according  to  any  of  the  preceding  claims,  further  comprising  a  fluorine-containing  surface 
modifier  which  is  a  polymeric  substance  and  serves  the  function  of  enhancing  water  repellency  of  the 
copolymer  in  cured  state,  the  amount  of  said  surface  modifier  being  not  more  than  30  wt%  of  the  basic 
part  of  the  copolymer  formed  of  the  copolymerized  monomers. 

5 
9.  A  copolymer  according  to  Claim  8,  wherein  the  amount  of  said  fluorine-containing  surface  modifier  is 

0.5  to  10  wt%  of  said  basic  part  of  the  copolymer. 

Patentanspruche 
10 

1.  Hartbares  Copolymer,  das  25  bis  75  mol%  von  ersten  sich  wiederholenden  Einheiten,  die  von  einem 
Fluorolefin  stammen,  10  bis  70  mol%  von  zweiten  sich  wiederholenden  Einheiten,  die  von  einem  Aiken 
stammen,  3  bis  40  mol%  von  dritten  sich  wiederholenden  Einheiten,  die  von  einem  hydroxylhaltigen 
Allylether  mit  der  allgemeinen  Formel 

15 
CH  _=CHCH_0- ( -CH_CRHO-)   H z  z  2  n 

stammen,  in  der  R  H  oder  CH3  und  n  0  oder  eine  ganze  Zahl  von  1  bis  6  ist,  und  0,6  bis  20  mol%  von 
20  vierten  sich  wiederholenden  Einheiten  enthalt,  die  von  einem  carboxylhaltigen  Monomer  stammen. 

2.  Copolymer  nach  Anspruch  1,  in  dem  die  Menge  der  ersten,  zweiten,  dritten  und  vierten  sich 
wiederholenden  Einheiten  jeweils  30  bis  60  mol%,  20  bis  50  mol%,  5  bis  30  mol%  und  0,6  bis  10 
mol%  betragt. 

25 
3.  Copolymer  nach  Anspruch  1  oder  2,  in  dem  das  Fluorolefin  aus  der  Gruppe  Chlortrifluorethylen, 

Tetrafluorethylen,  Trifluorethylen,  Hexafluorpropen,  Vinylfluorid  und  Vinylidenfluorid  ausgewahlt  ist. 

4.  Copolymer  nach  Anspruch  1,  2  oder  3,  in  dem  das  Aiken  aus  Ethylen,  Propylen,  n-Buten,  Isobuten,  n- 
30  Hexen,  Isookten,  1-Okten  und  Vinylcyclohexen  ausgewahlt  ist. 

5.  Copolymer  nach  einem  der  Anspruche  1  bis  4,  in  dem  der  hydroxylhaltige  Allylether  aus  Allylalkohol, 
Ethylenglykolmonoallylether,  Diethylenglykolmonoallyether,  Triethylenglykolmonoallylether  und  Hydrox- 
ypropylallylether  ausgewahlt  ist. 

35 
6.  Copolymer  nach  einem  der  Anspruche  1  bis  5,  in  dem  das  carboxylhaltige  Monomer  aus  Acrylsaure, 

Methacrylsaure,  Vinylessigsaure,  Allylessigsaure,  Allyloxyessigsaure  und  Itaconsaure  ausgewahlt  ist. 

7.  Copolymer  nach  einem  der  vorausgehenden  Anspruche,  das  auBerdem  nicht  mehr  als  10  mol% 
40  zusatzlich  sich  wiederholende  Einheiten  enthalt,  die  von  wenigstens  einem  Monomer  stammen,  das  aus 

Acrylaten,  Methacrylaten,  Acrylamiden,  Vinylethern  und  hydroxylhaltigen  Vinylethern  ausgewahlt  ist. 

8.  Copolymer  nach  einem  der  vorausgehenden  Anspruchen,  das  auBerdem  ein  fluorhaltiges  Modifiziermit- 
tel  fur  die  Oberflache  enthalt,  das  eine  polymere  Substanz  ist  und  dazu  dient,  die  wasserabstoBende 

45  Eigenschaft  des  Copolymers  im  geharteten  Zustand  zu  erhohen,  wobei  die  Menge  des  Modifiziermit- 
tels  fur  die  Oberflache  nicht  mehr  als  30  Gew.-%  des  Basisteils  des  aus  den  copolymerisierten 
Monomeren  gebildeten  Copolymers  betragt. 

9.  Copolymer  nach  Anspruch  8,  in  dem  die  Menge  des  fluorhaltigen  Modifiziermittels  fur  die  Oberflache 
50  0,5  bis  10  Gew.-%  des  Basisteils  des  Copolymers  betragt. 

Revendicatlons 

1.  Copolymere  durcissable,  comprenant  25  a  75%  en  moles  de  premieres  unites  recurrentes  qui 
55  proviennent  d'une  fluoroolefine,  10  a  70%  en  moles  de  deuxiemes  unites  recurrentes  qui  proviennent 

d'un  alcene,  3  a  40%  en  moles  de  troisiemes  unites  recurrentes  qui  proviennent  d'un  allyl  ether 
contenant  un  groupe  hydroxyle  represente  par  la  formule  generale 
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CH2=CHCH20~4-  CH2CKH0-^-~  H,  

ou  R  est  H  ou  CH3  et  n  est  0  ou  un  nombre  entier  de  1  a  6,  et  0,6  a  20%  en  moles  de  quatriemes 
5  unites  recurrentes  qui  proviennent  d'un  monomere  contenant  un  carboxyle. 

2.  Copolymere  selon  la  revendication  1  ou  lesdites  premieres,  deuxiemes,  troisiemes  et  quatriemes  unites 
recurrentes  atteignent  30-60%  en  moles,  20-50%  en  moles,  5-30%  en  moles  et  0,6-10%  en  moles, 
respectivement. 

10 
3.  Copolymere  selon  la  revendication  1  ou  2  ou  ladite  fluoroolefine  est  choisie  dans  le  groupe  consistant 

en  chlorotrifluoroethylene,  tetrafluoroethylene,  trifluoroethylene,  hexafluoropropene,  fluorure  de  vinyle  et 
fluorure  de  vinylidene. 

is  4.  Copolymere  selon  la  revendication  1,  2  ou  3  ou  ledit  alcene  est  choisi  parmi  I'ethylene,  le  propylene,  le 
n-butene,  I'iso-butene,  le  n-hexene,  I'iso-octene,  le  1-octene  et  le  vinylcyclohexene. 

5.  Copolymere  selon  I'une  quelconque  des  revendications  1  a  4,  ou  ledit  allyl  ether  contenant  un 
hydroxyle  est  choisi  parmi  I'alcool  allylique,  le  monoallyl  ether  d'ethylene  glycol,  le  monoallyl  ether  de 

20  diethylene  glycol,  le  monoallyl  ether  de  triethylene  glycol  et  I'hydroxypropylallyl  ether. 

6.  Copolymere  selon  I'une  des  quelconques  revendications  1  a  5,  ou  ledit  monomere  contenant  un 
carboxyle  est  choisi  parmi  I'acide  acrylique,  I'acide  methacrylique,  I'acide  vinylacetique,  I'acide  allyla- 
cetique,  I'acide  allyloxyacetique  et  I'acide  itaconique. 

25 
7.  Copolymere  selon  I'une  quelconque  des  revendications  precedentes,  comprenant  de  plus  pas  plus  de 

10%  en  moles  d'unites  recurrentes  auxiliaires  qui  proviennent  d'au  moins  un  monomere  choisi  parmi 
les  acrylates,  methacrylates,  amides  acryliques,  vinyl  ethers  et  vinyl  ethers  contenant  un  hydroxyle. 

30  8.  Copolymere  selon  I'une  quelconque  des  revendications  precedentes,  comprenant  de  plus  un  modifica- 
teur  de  surface  contenant  du  fluor  qui  est  une  substance  polymerique  et  qui  remplit  la  fonction 
d'ameliorer  I'hydrophobicite  du  copolymere  a  I'etat  durci,  la  quantite  dudit  modificateur  de  surface  ne 
representant  pas  plus  de  30%  en  poids  de  la  partie  de  base  du  copolymere  forme  des  monomeres 
copolymerises. 

35 
9.  Copolymere  selon  la  revendication  8,  ou  la  quantite  dudit  modificateur  de  surface  contenant  du  fluor  est 

de  05  a  10%  en  poids  de  ladite  partie  de  base  du  copolymere. 
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