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Description 

The  present  invention  relates  to  golf  balls  and  more  particularly  to  polyurethane  covered  golf  balls 
made  from  a  polyurethane  composition  of  a  polyurethane  prepolymer  cured  with  a  slow-reacting  curing 

5  agent  selected  from  the  group  of  slow-reacting  polyamine  curing  agents  and  difunctional  glycols.  Such  a 
golf  ball  has  improved  resiliency  and  shear  resistance  over  golf  balls  made  from  conventional  polyurethane 
formulations. 

Conventionally,  golf  balls  are  made  by  molding  a  cover  about  a  core  that  is  either  a  solid  one-piece 
core  or  a  wound  core  made  by  winding  thin  elastic  thread  about  a  center.  The  center  is  either  a  solid  mass 

io  or  a  liquid-filled  envelope  which  has  been  frozen  prior  to  winding  the  thread  therearound.  Golf  balls  made 
from  a  solid  core  are  referred  to  conventionally  as  two-piece  balls  while  those  with  wound  cores  are  referred 
to  as  three-piece  balls.  Attempts  have  been  made  to  make  a  one-piece  golf  ball,  i.e.  a  solid  homogeneous 
golf  ball;  however,  to  date  no  commercially  acceptable  one-piece  golf  ball  has  been  made. 

Balata  had  been  used  as  the  primary  material  for  covers  of  golf  balls  until  the  1960's  when  SURLYN®, 
75  an  ionomeric  resin  made  by  E.I.  duPont  de  Nemours  &  Co.,  was  introduced  to  the  golf  industry.  SURLYN® 

costs  less  than  balata  and  has  a  better  cut  resistance  than  balata.  At  the  present  time,  SURLYN®  is  used  as 
the  primary  source  of  cover  stock  for  two-piece  golf  balls.  The  problem  with  SURLYN®-covered  golf  balls, 
however,  is  that  they  lack  the  "click"  and  "feel"  which  golfers  had  become  accustomed  to  with  balata. 
"Click"  is  the  sound  made  when  the  ball  is  hit  by  a  golf  club  while  "feel"  is  the  overall  sensation  imparted 

20  to  the  golfer  when  the  ball  is  hit. 
It  has  been  proposed  to  employ  polyurethane  as  a  cover  stock  for  golf  balls  because,  like  SURLYN®,  it 

has  a  relatively  low  price  compared  to  balata  and  provides  superior  cut  resistance  over  balata.  However, 
unlike  SURLYN®-covered  golf  balls,  polyurethane-covered  golf  balls  can  be  made  to  have  the  "click"  and 
"feel"  of  balata. 

25  Polyurethane  is  the  product  of  a  reaction  between  a  polyurethane  prepolymer  and  a  curing  agent.  The 
polyurethane  prepolymer  is  a  product  formed  by  a  reaction  between  a  polyol  and  a  diisocyanate.  The 
curing  agent  is  either  a  diamine  or  glycol.  A  catalyst  is  often  employed  to  promote  the  reaction  between  the 
curing  agent  and  the  polyurethane  prepolymer. 

Conventionally,  there  are  two  categories  of  polyurethane  on  the  market,  thermoset  and  thermoplastic. 
30  Thermoplastic  polyurethanes  are  made  from  a  diisocyanate,  such  as  4,4'-diphenylmethane  diisocyanate 

(MDI)  or  3,3'-dimethyl-4,4'-biphenylene  diisocyanate  (TODI),  and  a  polyol  cured  with  a  diol,  such  as  1,4- 
butanediol.  Thermoset  polyurethanes  are  made  from  a  diisocyanate,  such  as  2,4-toluene  diisocyanate  (TDI) 
or  methylenebis-(4-cyclohexyl  isocyanate)  (HMDI),  and  a  polyol  which  is  cured  with  a  polyamine,  such  as 
methylenedianiline  (MDA),  or  a  trifunctional  glycol,  such  as  trimethylol  propane,  or  tetrafunctional  glycol, 

35  such  as  N,N,N',N'-tetrakis(2-hydroxypropyl)-ethylenediamine. 
U.S.  Patent  No.  4,123,061  issued  October  31,  1978  teaches  that  a  golf  ball  can  be  made  from  a 

polyurethane  prepolymer  of  polyether  and  a  curing  agent,  such  as  a  trifunctional  polyol,  a  tetrafunctional 
polyol  or  a  diamine.  The  specific  diamines  taught  by  the  '061  patent  are  3,3'-dichlorobenzidene;  3,3'- 
dichloro-4,4'-diaminodiphenyl  methane  (MOCA);  N,N,N',N-tetrakis(2-hydroxypropyl)ethylenediamine  and 

40  Curalon  L,  a  trade  name  for  a  mixture  of  aromatic  diamines  sold  by  Uniroyal,  Inc.  These  diamines  are 
recognized  by  those  of  skill  in  the  art  as  being  fast-reacting  diamine  curing  agents. 

US  Patent  3,979,126  discloses  a  one-piece  polyurethane  golf  ball  wherein  polyurethane  prepolymers 
are  cured  with  polyol  or  amine  type  curing  agents.  The  Patent  stresses  that  the  advantages  it  provides  are 
not  obtained  if  difunctional  polyols  are  used,  and  requires  the  use  of  trifunctional  or  tetrafunctional  polyols 

45  as  curing  agents. 
US  Patent  3,989,568  issued  November  2,  1976  teaches  a  three-component  system  employing  either 

one  or  two  polyurethane  prepolymers  and  one  or  two  curing  agents.  Both  polyol  and  diamine  curing  agents 
are  taught  by  the  '568  Patent.  The  essential  feature  is  that  the  reactants  chosen  for  the  system  must  have 
different  rates  of  reactions  within  two  or  more  competing  reactions.  The  specific  diamine  curing  agents 

50  taught  are  unhindered  amines,  such  as  methylenedianiline  (MDA),  and  aromatic  hindered  amines,  such  as 
5,5'-methylene-bis-(methyl  anthranilate).  These  diamines  are  recognized  by  those  of  skill  in  the  art  as  being 
fast-reacting  diamine  curing  agents. 

It  has  now  been  discovered  that  a  polyurethane  prepolymer  cured  with  a  slow-reacting  curing  agent 
selected  from  the  group  of  slow-reacting  polyamine  curing  agents  or  difunctional  glycols  produces  a  golf 

55  ball  cover  that  has  good  durability  and  performance.  Golf  balls  made  in  accordance  with  the  present 
invention  have  been  found  to  have  improved  shear  resistance  and  cut  resistance  compared  to  golf  balls 
having  covers  made  from  either  balata  or  SURLYN®. 
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Broadly,  the  present  invention  is  a  golf  ball  product  made  from  a  polyurethane  prepolymer  cured  with  a 
slow-reacting  curing  agent  selected  from  the  group  of  slow-reacting  polyamine  curing  agents  or  difunctional 
glycols.  The  term  "golf  ball  product"  as  used  in  the  specification  and  claims  means  a  cover,  a  core,  a 
center  or  a  one-piece  golf  ball.  The  cover  of  a  golf  ball  made  in  accordance  with  the  present  invention  has 

5  been  found  to  have  good  shear  resistance,  cut  resistance,  durability  and  resiliency.  Preferably,  the 
polyurethane  composition  of  the  present  invention  is  used  to  make  the  cover  of  a  golf  ball. 

Suitable  polyurethane  prepolymers  for  use  in  the  present  invention  are  made  from  a  polyol,  such  as 
polyether,  polyester  or  polylactone,  and  a  diisocyanate.  Suitable  diisocyanates  for  use  in  the  present 
invention  include  4,4'-diphenylmethane  diisocyanate  (MDI)  and  3,3'-dimethyl-4,4'-biphenylene  diisocyanate 

io  (TODI). 
Suitable  polyether  polyols  include  polytetramethylene  ether  glycol;  poly(oxypropylene)  glycol;  and 

polybutadiene  glycol.  Suitable  polyester  polyols  include  polyethylene  adipate  glycol;  polyethylene  pro- 
pylene  adipate  glycol;  and  polybutylene  adipate  glycol.  Suitable  polylactone  polyols  include  diethylene 
glycol  initiated  caprolactone;  1  ,4-butanediol  initiated  caprolactone;  trimethylol  propane  initiated  caprolactone; 

is  and  neopentyl  glycol  initiated  caprolactone.  The  preferred  polyols  are  polytetramethylene  ether  glycol; 
polyethylene  adipate  glycol;  polybutylene  adipate  glycol;  and  diethylene  glycol  initiated  caprolactone. 

Suitable  curatives  for  use  in  the  present  invention  are  selected  from  the  slow-reacting  polyamine  group 
consisting  of  3,5-dimethylthio-2,4-toluenediamine;  3,5-dimethylthio-2,6-toluenediamine;  N,N'-dialkyldiamino 
diphenyl  methane;  trimethylene-glycol-di-p-aminobenzoate;  polytetramethyleneoxide-di-p-aminobenzoate;  or 

20  a  difunctional  glycol;  and  mixtures  thereof.  3,5-dimethylthio-2,4-toluenediamine  and  3,5-dimethylthio-2,6- 
toluenediamine  are  isomers  and  are  sold  under  the  trade  name  ETHACURE®  300  by  Ethyl  Corporation. 
Trimethylene  glycol-di-p-aminobenzoate  is  sold  under  the  trade  name  POLACURE  740M  and  poly- 
tetramethyleneoxide-di-p-aminobenzoates  are  sold  under  the  trade  name  POLAMINES  by  Polaroid  Corpora- 
tion.  N,N'-dialkyldiamino  diphenyl  methane  is  sold  under  the  trade  name  UNILINK®  by  UOP. 

25  Suitable  difunctional  glycols  are  1  ,4-butanediol;  1  ,3-butanediol;  2,3-butanediol;  2,3-dimethyl-2,3- 
butanediol;  dipropylene  glycol;  and  ethylene  glycol.  Difunctional  glycols  are  inherently  slow-reacting. 

A  slow-reacting  curing  agent  with  respect  to  amines  means  that  the  amine  groups  on  the  curing  agent 
are  sterically  and/or  electronically  hindered  because  of  the  presence  of  electron  withdrawing  groups  or 
interfering  bulky  groups  situated  adjacent  to  the  reaction  sites.  A  long  chain  flexible  spacer  of  at  least  four 

30  carbons  between  reaction  sites  or  three  carbons  with  electron  withdrawing  groups  also  contributes  to  the 
slower  reactivity  of  polyamines. 

Slow-reacting  polyamine  curing  agents  such  as  3,5-dimethylthio-2,4-toluenediamine  and  3,5-dimethyl- 
thio-2,6-toluenediamine  are  isomers  with  two  or  more  of  the  sites  on  the  benzene  ring  substituted  with 
groups  that  sterically  hinder  the  reaction  ability  of  the  amine  groups.  Slow-reacting  polyamine  curing  agents 

35  such  as  trimethylene  glycol-di-p-aminobenzoate  and  polytetramethyleneoxide-di-p-aminobenzoate  have  the 
two  amine  groups  situated  adjacent  to  two  electron  withdrawing  carbonyl  groups, 

40 

45 

50 

0  

and  are  separated  by  flexible  spacers,  trimethylene, 

—  f-CH 2"3  ' 

and  polytetramethyleneoxide, 

respectively.  Still  another  suitable  group  of  polyamines  comprises  N,N'-dialkyldiamino  diphenyl  methane 
such  as  4,4'-dibutyl  diamine  diphenyl  methane  wherein  the  aromatic  amine  group,  -<̂ -NH2,  is  substituted  by 

55  an  alkyl  group  to  become  an  aromatic  secondary  amine, 

3 
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R 
- j r f - r i -H .  

5  The  alkyl  groups  attached  to  the  amine  atoms,  the  flexible  spacers  between  the  amine  groups,  electron 
withdrawing  groups  and  bulky  groups  substituted  adjacent  to  the  amine  atoms  all  contribute  to  attenuate  the 
reactivity  of  the  amine,  offering  an  increase  in  reaction  time. 

Preferably,  a  golf  ball  is  made  in  accordance  with  the  present  invention  by  molding  a  cover  about  a 
core  wherein  the  cover  is  formed  from  a  polyurethane  composition  comprising  a  polyurethane  prepolymer 

io  and  a  slow-reacting  polyamine  curing  agent  or  a  difunctional  glycol.  Preferably,  the  cover  is  molded  about 
the  core  in  accordance  with  the  teaching  of  U.S.  Patent  Application  Serial  No.  314,466  filed  February  22, 
1989.  The  '466  application  is  incorporated  herein  by  reference. 

It  has  also  been  found  that  in  order  to  alleviate  the  undesirable  yellowish  color  of  the  polyurethane 
cover  an  effective  amount  of  white  pigment  and  violet  agent  can  be  added  to  the  cover  composition. 

is  Suitable  violet  agents  include  PV  Fast  Violet  RL  Special  and  Hostapern  Violet  RL  Extra  Strong  sold  by 
Hoechst  Celanese  Corporation;  and  Violet  23  sold  by  Sun  Chemical  Corporation.  The  amount  of  violet  agent 
added  to  the  cover  composition  is  preferably  about  0.0005%  to  about  0.002%  based  on  total  weight  of 
cover  stock.  Good  results  have  been  obtained  with  about  0.001%  by  weight.  Preferably,  about  3.5%  of 
white  pigment  by  weight  of  the  total  cover  composition  is  used  in  the  cover  stock  of  the  present  invention. 

20  Suitable  white  pigments  include  titanium  dioxide,  calcium  carbonate,  zinc  oxide  and  zinc  sulfide. 
Additional  components  which  can  be  added  to  the  cover  composition  include  U.V.  stabilizers  and  other 

dyes,  as  well  as  optical  brighteners  and  fluorescent  pigments  and  dyes  in  conventional  amounts. 
There  are  two  basic  techniques  used  to  process  urethane  elastomers,  the  prepolymer  technique  and 

the  one-shot  technique.  The  prepolymer  technique  requires  initially  the  reaction  between  a  base  polyol  and 
25  an  excess  base  diisocyanate  to  produce  a  prepolymer  with  about  7.5%  to  14%  isocyanate  groups  (NCO). 

The  prepolymer  is  further  reacted  with  an  appropriate  curative  to  produce  the  elastomer.  The  one-shot 
technique  utilizes  the  diisocyanate,  the  base  polyol  and  the  curative  to  react  all  in  one  step.  The  prepolymer 
technique  is  preferred  because  it  provides  better  control  of  chemical  reaction  and,  consequently,  results  in 
more  uniform  properties  for  the  elastomers. 

30  The  preferred  process  for  making  a  molded  golf  ball  cover  in  accordance  with  the  present  invention 
comprises  an  initial  curing  step  in  an  open  mold  followed  by  a  molding  step  wherein  the  core  is  placed  into 
one  of  the  mold  cups.  The  mold  is  then  closed  and  the  urethane  is  allowed  to  cure.  The  molding  step 
comprises  an  initial  molding  step  wherein  a  first  mold  having  smooth-walled  fixed-pin  mold  cups  is  used 
followed  by  a  final  molding  step  wherein  the  smooth-surfaced  golf  ball  product  from  the  initial  molding  step 

35  is  subject  to  a  second  mold  having  mold  cups  with  a  negative  dimple  pattern  which  is  used  to  overmold  a 
dimple  pattern  onto  the  smooth-surfaced  golf  ball  product. 

The  preliminary  curing  step  in  the  process  of  the  present  invention  comprises  introducing  into  both 
halves  of  an  open  mold  urethane  cover  stock  material  and  allowing  that  material  to  partially  cure.  The  time 
necessary  for  the  partial  curing  will  vary,  depending  on  the  exact  composition  of  the  cover  stock.  The 

40  applicant  has  found  that  the  length  of  time  necessary  for  the  partial  curing  is  about  equal  to  the  time 
needed  for  the  urethane  to  become  sufficiently  adhesive  between  the  wall  of  the  mold  cup  and  the  core  to 
prevent  a  core  placed  in  the  top  mold  cup  from  falling  out  of  the  mold  cup  when  the  top  mold  cup  is  swung 
over  and  placed  on  top  of  the  bottom  mold  cup.  Good  results  have  been  obtained  at  a  time  of  about  0.5 
minute.  The  period  for  the  initial  curing  is  conveniently  determined  between  a  mold  cup  made  from 

45  stainless  steel  or  brass  and  a  core. 
A  convenient  method  for  determining  the  length  of  time  necessary  for  the  initial  curing  step  is  to 

measure  the  viscosity  of  the  urethane  cover  stock.  Generally,  there  is  about  a  two-fold  increase  in  the 
viscosity  of  the  polyurethane.  To  determine  the  viscosity,  about  2  ml  of  polyurethane  cover  stock  is  placed 
onto  a  polished  aluminum  surface  which  is  at  an  angle  of  30°  to  the  horizontal.  Upon  initially  mixing  the 

50  cover  stock,  prepolymer  plus  curing  agent,  the  cover  stock  stock  will  travel  3  inches  (7.62  cm)  in  about  5 
seconds.  At  the  time  the  initial  curing  step  is  complete,  about  2  ml  of  the  cover  stock  will  travel  3  inches 
(7.62  cm)  on  the  30  °  aluminum  surface  in  about  30  seconds. 

In  the  initial  molding  step,  cover  stock  flows  about  the  core  while  pins  correctly  position  the  core  inside 
the  cover  stock  and  a  golf  ball  product  that  has  substantially  the  size  and  shape  of  a  finished  golf  ball  is 

55  produced.  While  the  mold  can  be  of  the  retractable-pin  type,  it  is  preferred  to  use  a  mold  with  fixed  pins, 
i.e.  pins  which  are  not  retractable.  This  golf  ball  product  of  the  initial  molding  operation  is  subjected  to  a 
final  molding  step  in  which  heat  and  pressure  are  used  to  impart  a  dimple  pattern  onto  the  smooth-surfaced 
golf  ball  product  and  to  close  any  pinholes  which  may  exist. 

4 
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Preferably,  in  the  initial  molding  step  a  core,  either  wound  or  solid,  is  placed  into  the  top  half  of  a  pin 
mold  and  the  mold  is  closed  and  subjected  to  low  pressure  to  maintain  a  seal  between  mold  plates.  The 
smooth-surfaced  golf  ball  product  of  the  initial  molding  step  may  be  removed  from  the  mold  when  the  ball 
so  produced  is  capable  of  being  handled  without  readily  becoming  marred  or  deformed.  The  pins  of  the 

5  initial  smooth-walled  mold  ensure  proper  positioning  of  the  core  during  this  initial  molding  step. 
In  the  final  molding  step,  a  compression  mold  is  used  to  impart  a  dimple  pattern  upon  the  cover  of  the 

smooth-surfaced  golf  ball  product.  In  this  final  molding  step,  the  smooth-surfaced  golf  ball  product  is 
subjected  to  heat  and  pressure  such  that  any  pinholes  which  are  in  the  ball's  cover  are  closed  and  such 
that  the  cover  conforms  to  the  dimple  pattern  of  the  mold  halves. 

io  It  is  essential  that  the  smooth-surfaced  golf  ball  product  of  the  initial  molding  step  be  subjected  to  the 
final  molding  step  at  a  time  when  the  cover  stock  is  able  to  conform  to  the  dimple  pattern  of  the  mold  cups 
in  the  second  mold.  The  mold  used  for  the  initial  molding  step  may  be  either  a  fixed-pin  or  a  retractable-pin 
mold.  Use  of  a  fixed-pin  mold  is  preferable  because  of  the  lower  initial  cost,  lower  operating  and 
maintenance  costs  and  ease  of  use.  In  either  case,  the  size  of  the  mold  cups  is  about  that  of  a  conventional 

is  golf  ball  mold,  i.e.  nominally  1.68  inches  (4.25  cm)  for  American  sized  balls  and  nominally  1.62  inches  (4.10 
cm)  for  British  sized  balls.  Both  the  fixed-pin  and  retractable-pin  molds  are  conventional. 

The  mold  used  in  the  final  molding  step  is  preferably  a  conventional  compression  mold  in  which  each 
of  the  mold  cups  has  a  desired  negative  dimple  pattern. 

An  intermediate  curing  step  is  preferably  employed  after  the  initial  molding  step  but  before  the  final 
20  molding  step.  The  intermediate  curing  step  allows  the  cover  stock  to  cure  to  a  point  such  that  the  cover 

stock  is  able  to  hold  the  dimple  pattern  of  the  mold  halves  of  the  compression  mold  after  applying  the  heat 
and  pressure  of  the  final  molding  step.  If  the  intermediate  curing  step  is  too  short,  the  cover  stock  is  unable 
to  retain  the  dimple  pattern  from  the  final  molding  step  and  a  poor  quality  golf  ball  is  produced.  If  the 
intermediate  curing  step  is  too  long,  the  cover  stock  is  unable  to  conform  to  the  dimple  pattern  of  the  mold 

25  halves  from  the  compression  mold.  The  time  period  for  the  intermediate  step  will  vary  depending  upon  the 
chemical  composition  of  the  cover  stock  and  upon  the  ratio  of  curing  agent  and  prepolymer  used  in 
formulating  the  cover  stock. 

The  length  of  time,  temperature  and  pressure  will  vary  empirically  with  each  composition  of  cover  stock. 
It  has  been  found  that  the  initial  molding  step  is  suitably  about  5  to  about  30  minutes,  depending  upon  the 

30  mold  temperature  and  the  chemical  composition  of  the  cover  stock,  with  enough  pressure  to  keep  the  mold 
sealed  during  the  initial  molding  step. 

The  intermediate  curing  step  may  also  be  determined  empirically.  It  is  typically  up  to  about  1  hour  at 
ambient  temperature  and  pressure. 

The  initial  molding  time  and  the  intermediate  curing  time  can  be  kept  to  a  minimum  provided  that  a 
35  sufficient  amount  of  the  catalyst  is  added  to  the  cover  stock,  the  mold  temperature  is  kept  high,  or  the 

nature  of  the  chemical  reaction  is  fast. 
While  the  length  of  time,  temperature  and  pressure  for  the  intermediate  curing  step  may  be  determined 

empirically,  it  has  been  found  that  this  can  be  calculated  by  using  a  rheometer  to  measure  the  shear 
resistance  of  the  cover  stock  composition.  The  degree  of  cure  can  also  be  measured  by  a  Vibrating  Needle 

40  Curemeter  sold  by  Rapra  Technology  Ltd. 
With  polyurethanes  made  in  accordance  with  the  present  invention,  the  degree  of  cure  which  has  taken 

place  is  dependent  upon,  inter  alia,  the  time,  temperature,  type  of  curative,  and  amount  of  catalyst  used.  It 
has  been  found  that  the  degree  of  cure  of  the  cover  composition  is  directly  proportional  to  the  hardness  of 
the  composition.  A  hardness  of  about  10D  to  30D,  Shore  D  hardness  for  the  cover  stock  at  the  end  of  the 

45  intermediate  curing  step  (i.e.  just  prior  to  the  final  molding  step)  has  been  found  to  be  suitable  for  the 
present  invention.  More  preferred  is  a  hardness  of  about  12D  to  20D. 

This  hardness  is  suitably  measured  with  a  Shore  D  Durometer  made  by  Shore  Instrument  and  Mfg.  Co., 
Inc.  The  measurement  is  made  in  accordance  with  ASTM  D  2240,  "Indentation  Hardness  of  Rubber  and 
Plastic  by  Means  of  a  Durometer."  This  test  is  performed  on  a  0.25-inch  (6  mm)  thick  test  plaque  which  has 

50  been  molded  for  5.5  minutes  at  140°F  (60  °C)  in  a  test  slab  mold.  The  hardness  of  the  plaque  is  measured 
after  5.5  minutes  and  at  one-minute  intervals  thereafter  up  to  a  total  of  30  minutes.  The  length  of  time  for 
the  intermediate  curing  step  can  be  determined  when  the  cover  stock  reaches  a  hardness  between  10D  to 
30D  as  measured  by  the  durometer  hardness  measurement  technique.  This  length  of  time  is  suitably  found 
to  be  5  to  30  minutes. 

55  After  the  intermediate  curing,  the  golf  ball  product  is  transferred  to  a  compression  mold  where  the  final 
curing  takes  place.  In  this  step,  the  golf  ball  product  is  subjected  to  heat  and  pressure  to  form  dimples  in  its 
surface.  If  a  fixed-pin  mold  was  used  in  the  initial  molding  step,  then  the  final  molding  step  closes  the  holes 
in  the  cover  by  subjecting  the  ball  to  enough  heat  and  pressure  to  close  the  pinholes.  This  final  curing  time 

5 
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suitably  takes  about  1  to  4  minutes,  with  good  results  being  obtained  at  about  2  minutes.  The  temperature 
is  suitably  about  150  °  F  (65.5  °  C)  to  about  275  °  F  (135  °  C),  with  good  results  being  obtained  at  about  195  °  F 
(90.5  °C)  at  about  1800  psi(124  bar).  The  total  final  molding  step,  including  preheating  and  cooling  of  the 
mold,  takes  approximately  8  minutes. 

5  The  dimpled  golf  ball  product  from  the  final  molding  step  can  be  subjected  to  standard  golf  ball 
finishing  operations  such  as  buffing,  painting,  nameplating  and  packaging. 

These  and  other  aspects  of  the  present  invention  may  be  further  understood  with  reference  to  the 
following  examples. 

w  EXAMPLE  1 

This  example  illustrates  making  a  polyurethane  covered  two-piece  golf  ball  in  accordance  with  the 
present  invention.  Table  I  below  illustrates  the  components  used  to  make  the  golf  ball  cover  composition: 

75  Table  I 

Grams 

MDI  prepolymer*  100.00 
Polamine  250**  48.87 
White  Dispersion  5.21 

*MDI  prepolymer  is  4,4'-diphenylmethanediisocyanate  with  a 
polyol  of  polytetramethylene  ether  glycol. 
**Polamine  250  is 
polytetramethyleneoxide-di-p-aminobenzoate  having  a 
molecular  weight  of  about  476g/m. 

A  golf  ball  was  made  having  a  cover  formulated  from  the  composition  above  following  the  teachings  of 
30  U.S.  Patent  Application  Serial  No.  314,466  filed  February  22,  1989.  This  ball  was  tested  against  a 

conventional  three-piece  ball  with  a  cover  made  from  balata. 
The  golf  ball  of  the  present  invention  was  found  to  be  comparable  as  illustrated  in  Table  II  below: 

35 T a b l e   I I  

40 

45 

50 

PGA  C o m p r e s s i o n  

I n i t i a l   V e l o c i t y  
( f e e t / s e c o n d )   ( m / s )  

S p i n   R a t e   ( r p m )  
13  °  (  s i m u l a t e d   d r i v e r )  
26  0  (  s i m u l a t e d   5 - i r o n )  

D i s t a n c e   ( m e t e r s )  
( c a r r y   o n l y )  

P r e s e n t  
I n v e n t i o n  

1 0 4  

2 5 2 . 0 8  
( 7 6 . 8 3 )  

2 3 9 2  
4 5 7 2  

2 2 2 . 1 0  

384  T o u r  

84 

2 5 2 . 0 3  
( 7 6 . 8 1 )  

2 6 0 0  
4 7 2 1  

2 2 0 . 9 1  

PGA  compression  was  measured  with  a  PGA  compression  testing  machine  in  a  conventional  manner.  Initial 
velocity,  spin  rate  and  distance  were  measured  in  conventional  manner.  The  384  Tour  is  a  commercial  ball 

55  sold  by  Acushnet  Company  of  New  Bedford,  Massachusetts. 
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EXAMPLE  2 

This  example  illustrates  making  a  polyurethane  covered  wound  golf  ball  in  accordance  with  the  present 
invention.  Table  III  below  illustrates  the  components  used  to  make  the  golf  ball  cover 

5  composition: 

T a b l e   I I I  

70  G r a m s  

MDI  P r e p o l y m e r *   1 0 0 . 0 0  

1  ,  4 - b u t a n e d i o l   1 1 . 0 4  
75 

W h i t e   D i s p e r s i o n   3 . 8 9  

DABCO-33LV  C a t a l y s t   0 . 0 4  

20  *MDI  P r e p o l y m e r   i s   4  ,  4  '  - d i p h e n y l m e t h a n e d i i s o c y a n a t e  
w i t h   a  p o l y o l   of  p o l y t e t r a m e t h y l e n e   e t h e r   g l y c o l .  

The  golf  ball  was  made  having  a  cover  formulated  from  the  composition  above  following  the  teachings 
25  of  U.S.  Patent  Application  Serial  No.  314,466  filed  February  22,  1989.  This  ball  was  tested  against  a 

conventional  three-piece  ball  with  a  cover  made  from  balata. 
The  golf  ball  of  the  present  invention  was  found  to  be  comparable  as  illustrated  in  Table  IV  below: 

30 T a b l e   IV 

P r e s e n t  
I n v e n t i o n  384  T o u r  

35 

40 

PGA  C o m p r e s s i o n   85  85  

I n i t i a l   V e l o c i t y   2 5 2 . 8 8   2 5 1 . 5 6  
( f e e t / s e c o n d )   (m/s)  (77.07)  ( 7 6 . 6 7 )  

S p i n   R a t e   ( r p m )  
13°  ( s i m u l a t e d   d r i v e r )   2753  2 8 4 7  
26°  ( s i m u l a t e d   5 - i r o n )   4750  4 6 7 2  

45 
D i s t a n c e   ( m e t e r s )  

( c a r r y   o n l y )  
2 1 9 . 1 8  2 1 8 . 4 5  

It  has  also  been  found  that  the  difunctional  glycol  curing  agent  can  be  used  with  the  slow-reacting 
polyamine  curing  agent  of  the  present  invention.  However,  it  has  been  found  that  if  the  slow-reacting 

50  polyamine  curing  agent  is  diluted  with  a  difunctional  glycol  curing  agent,  the  cover  cuts  or  shears  more 
easily  than  a  cover  made  with  100%  slow-reacting  polyamine  curing  agent. 

A  golf  ball  product  made  in  accordance  with  the  present  invention  can  comprise  a  polyurethane 
prepolymer  cured  with  a  curing  agent  system  comprising  95%  to  5%  of  a  slow-reacting  diamine  curing 
agent  and  5%  to  95%  of  a  difunctional  glycol  curing  agent.  More  preferably,  when  both  curing  agents  are 

55  used  together,  about  25%  to  about  75%  of  the  polyamine  is  used  and  about  75%  to  about  25%  of  the 
difunctional  glycol  is  used. 

It  will  be  understood  that  the  claims  are  intended  to  cover  all  changes  and  modifications  of  the 
preferred  embodiments  of  the  invention  herein  chosen  for  the  purpose  of  illustration  which  do  not  constitute 
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a  departure  from  the  scope  of  the  invention  as  defined  in  the  appended  claims. 

Claims 

5  1.  A  golf  ball  comprising  a  core  and  a  cover,  wherein  said  cover  is  made  from  a  polyurethane  composition 
comprising  a  polyurethane  prepolymer  cured  with  a  slow-reacting  curing  agent  selected  from  the  group 
consisting  of  slow-reacting  polyamines  and  difunctional  glycols. 

2.  A  golf  ball  comprising  a  core  and  a  cover,  wherein  said  cover  is  made  from  a  polyurethane  prepolymer 
io  of  a  polyol  and  a  diisocyanate  and  a  curing  agent  composition  consisting  of  about  5%  to  95%  by 

weight  of  slow-reacting  polyamine  curing  agent  and  about  95%  to  5%  by  weight  of  difunctional  glycol. 

3.  The  golf  ball  of  Claim  1  or  Claim  2,  wherein  the  slow-reacting  polyamine  curing  agent  is  selected  from 
the  group  consisting  of:  3,5-dimethylthio-2,4-toluenediamine;  3,5-dimethylthio-2,6-toluenediamine;  N,N'- 

15  dialkyldiamino  diphenyl  methane;  trimethylene  glycol-di-p-aminobenzoate;  polytetramethyleneoxide-di- 
p-aminobenzoate;  and  mixtures  thereof. 

4.  The  golf  ball  of  Claim  1  or  Claim  2,  wherein  the  polyurethane  prepolymer  is  made  from  a  diisocyanate 
and  a  polyol. 

20 
5.  The  golf  ball  of  Claim  1  or  Claim  2,  wherein  the  polyol  is  selected  from  the  group  consisting  of: 

polytetramethylene  ether  glycol;  poly(oxypropylene)  glycol;  polybutadiene  glycol;  1  ,4-butanediol  ini- 
tiated  caprolactone;  diethylene  glycol  initiated  caprolactone;  trimethylol  propane  initiated  caprolactone; 
neopentyl  glycol  initiated  caprolactone;  polyethylene  adipate  glycol;  polyethylene  propylene  adipate 

25  glycol;  and  polybutylene  adipate  glycol. 

6.  The  golf  ball  of  Claim  1  or  Claim  2,  wherein  the  difunctional  glycol  curing  agent  is  selected  from  the 
group  consisting  of  1  ,4-butanediol;  1  ,3-butanediol;  2,3-butanediol;  2,3-dimethyl-2,3-butanediol; 
dipropylene  glycol;  ethylene  glycol;  and  mixtures  thereof. 

30 
7.  The  golf  ball  of  Claim  1  or  Claim  2,  wherein  the  diisocyanate  is  selected  from  the  group  consisting  of: 

4,4'-diphenylmethane  diisocyanate;  and  3,3'-dimethyl-4,4'-biphenylene  diisocyanate. 

Patentanspruche 
35 

1.  Golfball,  bestehend  aus  einem  Kern  und  einem  Mantel,  dadurch  gekennzeichnet,  dal3  der  Mantel  aus 
einer  Polyurethanmischung  hergestellt  wird,  die  aus  einem  Polyurethanvorpolymer  besteht,  das  mit 
einem  langsam  reagierenden  Hartungsmittel  gehartet  wird,  das  aus  der  aus  langsam  reagierenden 
Polyaminen  und  difunktionellen  Glykolen  bestehenden  Gruppe  ausgewahlt  wurde. 

40 
2.  Golfball,  bestehend  aus  einem  Kern  und  einem  Mantel,  dadurch  gekennzeichnet,  dal3  der  Mantel  aus 

einem  Polyurethanvorpolymer  eines  Polyols  und  eines  Diisocyanats  und  einer  Hartungsmittelmischung 
hergestellt  wird,  die  aus  etwa  5-95  Masse%  des  langsam  reagierenden  Polyaminhartungsmittels  und 
etwa  95  -  5  Masse%  des  difunktionellen  Glykols  besteht. 

45 
3.  Golfball  nach  Anspruch  1  oder  2,  dadurch  gekennzeichnet,  dal3  das  langsam  reagierende  Polyaminhar- 

tungsmittel  aus  der  Gruppe,  bestehend  aus  3,5-Dimethylthio-2,4-toluendiamin,  3,5-Dimethylthio-2,6- 
toluendiamin,  N,N'-dialkyldiaminodiphenylmethan,  Trimethylenglykol-di-p-aminobenzoat,  Polytetrame- 
thylenoxid-di-p-aminobenzoat  und  deren  Gemischen,  ausgewahlt  wird. 

50 
4.  Golfball  nach  Anspruch  1  oder  2,  dadurch  gekennzeichnet,  dal3  das  Polyurethanvorpolymer  aus  einem 

Diisocyanat  und  einem  Polyol  hergestellt  ist. 

5.  Golfball  nach  Anspruch  1  oder  2,  dadurch  gekennzeichnet,  dal3  das  Polyol  aus  der  Gruppe,  bestehend 
55  aus  Polytetramethylenetherglykol,  Poly(oxypropylen)glykol,  Polybutadienglykol,  mit  1  ,4-Butandiol  initi- 

iertem  Caprolacton,  mit  Diethylenglykol  initiiertem  Caprolacton,  mit  Trimethylolpropan  initiiertem  Capro- 
lacton,  mit  Neopenrylglykol  initiiertem  Caprolacton,  Polyethylenadipatglykol,  Polyethylenpropylenadim- 
patglykol  und  Polyburylenadipatglykol,  ausgewahlt  wird. 

8 



EP  0  467  622  B1 

6.  Golfball  nach  Anspruch  1  oder  2,  dadurch  gekennzeichnet,  dal3  das  difunktionelle  Glykol  als  Hartungs- 
mittel  aus  der  Gruppe,  bestehend  aus  1  ,4-Butandiol,  1  ,3-Butandiol,  2,3-Butandiol,  2,3-Dimethyl-2,3- 
butandiol,  Dipropylenglykol,  Ethylenglykol  und  deren  Gemischen,  ausgewahlt  wird. 

5  7.  Golfball  nach  Anspruch  1  oder  2,  dadurch  gekennzeichnet,  dal3  das  Diisocyanat  aus  der  Gruppe, 
bestehend  aus  4,4'-Diphenylmethandiisocyanat  und  3,3'-Dimethyl-4,4'-biphenylendiisocyanat,  ausge- 
wahlt  wird. 

Revendicatlons 
10 

1.  Balle  de  golf  comprenant  un  noyau  et  un  revetement,  dans  laquelle  ledit  revetement  est  constitue  d'une 
composition  de  polyurethane  comprenant  un  prepolymere  de  polyurethane,  durci  avec  un  agent 
durcisseur  a  reaction  lente,  choisi  dans  le  groupe  constitue  par  les  polyamines  a  reaction  lente  et  les 
glycols  difonctionnels. 

15 
2.  Balle  de  golf  comprenant  un  noyau  et  un  revetement,  dans  laquelle  ledit  revetement  est  constitue  d'un 

prepolymere  de  polyurethane  forme  a  partir  d'un  polyol  et  d'un  diisocyanate  et  d'une  composition 
d'agent  durcisseur  comprenant  environ  5  %  a  95  %  en  poids  d'agent  durcisseur  polyamine  a  reaction 
lente  et  environ  95  %  a  5  %  en  poids  de  glycol  difonctionnel. 

20 
3.  Balle  de  golf  selon  la  revendication  1  ou  2,  dans  laquelle  I'agent  durcisseur  polyamine  a  reaction  lente 

est  choisi  dans  le  groupe  constitue  par  :  la  3,5-dimethylthio-2,4-toluenediamine  ;  la  3,5-dimethylthio-2,6- 
toluenediamine  ;  le  N,N'-dialkyldiamino-diphenylmethane  ;  le  di-p-aminobenzoate  de  trimethyleneglycol 
;  le  di-p-aminobenzoate  de  poly(oxyde  de  tetramethylene)  ;  et  leurs  melanges. 

25 
4.  Balle  de  golf  selon  la  revendication  1  ou  2,  dans  laquelle  le  prepolymere  de  polyurethane  est  forme  a 

partir  d'un  diisocyanate  et  d'un  polyol. 

5.  Balle  de  golf  selon  la  revendication  1  ou  2,  dans  laquelle  le  polyol  est  choisi  dans  le  groupe  constitue 
30  par  :  le  polytetramethylene-ether-glycol  ;  le  poly(oxypropylene)glycol  ;  le  polybutadiene-glycol  ;  la 

caprolactone  issue  du  1  ,4-butanediol  ;  la  caprolactone  issue  du  diethyleneglycol  ;  la  caprolactone  issue 
du  trimethylolpropane  ;  la  caprolactone  issue  du  neopentylglycol  ;  le  poly(adipate  d'ethyleneglycol)  ;  le 
poly(adipate  d'ethylene-propylene-glycol)  ;  et  le  poly(adipate  de  butyleneglycol). 

35  6.  Balle  de  golf  selon  la  revendication  1  ou  2,  dans  laquelle  I'agent  durcisseur  glycol  difonctionnel  est 
choisi  dans  le  groupe  constitue  par  le  1  ,4-butanediol  ;  le  1  ,3-butanediol  ;  le  2,3-butanediol  ;  le  2,3- 
dimethyl-2,3-butanediol  ;  le  dipropyleneglycol  ;  I'ethyleneglycol  ;  et  leurs  melanges. 

7.  Balle  de  golf  selon  la  revendication  1  ou  2,  dans  laquelle  le  diisocyanate  est  choisi  dans  le  groupe 
40  constitue  par  :  le  4,4'-diphenylmethane-diisocyanate  ;  et  le  3,3'-dimethyl-4,4'-biphenylene-diisocyanate. 

45 

50 

55 
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