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Description 

The  present  invention  is  directed  to  an  aqueous  composition  comprising  1  ,2-benzisothiazolin-3-one  in 
water,  which  composition  further  comprises  a  buffering  agent  such  that  the  pH  of  the  composition  is 

5  between  about  3.0  and  7.0,  and  a  sufficient  amount  of  glutaraldehyde  such  that  a  greater  amount  of  such 
1  ,2-benzisothiazolin-3-one  is  in  solution  than  would  be  present  in  solution  if  such  glutaraldehyde  were  not 
present.  This  composition,  which  exhibits  desirable  storage  stability,  may  be  diluted  and  employed  as  a 
biocidal  composition  which  exhibits  synergistic  activity. 

Glutaraldehyde  and  1  ,2-benzisothiazolin-3-one  are  both  individually  known  to  exhibit  desirable  biocidal 
io  activity.  Thus,  Payne  et  al  (U.S.  Patent  No.  4,188,376)  discloses  that  1  ,2-benzisothiazolin-3-one  is  known  to 

be  a  very  effective  biocide,  particularly  for  the  protection  of  aqueous  media  against  infection  by  microorgan- 
isms.  Similarly  Clifford  et  al  (U.S.  Patent  No.  4,539,071)  exemplify  the  biocidal  efficacy  of  glutaraldehyde 
alone. 

While  the  blending  of  glutaraldehyde  with  other  biocides,  such  as  2-methyl-4-isothiazolin-3-one  and  5- 
75  chloro-2-methyl-4-isothiazolin-3-one  has  been  accomplished  with  desirable  results  in  the  past  (see,  e.g,  U.S. 

Patent  No.  4,539,071  to  Clifford  et  al),  similar  results  have  not  been  exemplified  for  blends  of  glutaraldehyde 
with  1  ,2-benzisothiazolin-3-one.  Also,  DE  3,144,137  discloses  a  solid  surface  disinfectant  based  on  dial- 
dehydes  such  as  glutaraldehyde  and  a  strong  bactericide  such  as  5-chloro-2-methyl-4-isothiazolin-3-one  or 
1  ,2-benzisothiazolin-3-one.  As  with  the  Clifford  reference,  no  specific  exemplification  is  provided  for 

20  compositions  containing  1  ,2-benzisothiazolin-3-one.  It  is  believed  that  this  stems  in  large  part  from  the 
perceived  incompatibility  of  glutaraldehyde  with  1  ,2-benzisothiazolin-3-one. 

Thus,  it  is  well  accepted  that  glutaraldehyde  should  be  formulated  into  acidic  compositions,  as  this 
compound  polymerises  rapidly  in  alkaline  environments.  See,  e.g.,  K.-E.  Rasmunen  et  al,  "Glutaraldehyde. 
The  Influence  of  pH,  Temperature  and  Buffering  on  the  Polymerization  Rate",  Histochemistry,  Vol.  38,  pp. 

25  19-26  (1979);  S.Thomas  et  al,  "Temperature-Induced  Changes  in  the  Sporicidal  Activity  and  Chemical 
Properties  of  Glutaraldehyde",  Applied  Microbiology,  Vol.  28,  no.3,  pp.  331-335  (Sept.,  1974).  While 
Japanese  Patent  Publication  63-112532  does  disclose  weakly  alkaline  aqueous  glutaraldehyde  solutions, 
such  result  is  only  achieved  at  the  expense  of  biocidal  activity. 

Conversely,  due  to  the  low  solubility  of  1  ,2-benzisothiazolin-3-one  in  water  under  acidic  conditions,  it 
30  has  become  well  accepted  that  this  compound  must  be  formulated  under  alkaline  conditions  to  produce 

concentrated  aqueous  solutions.  Thus,  for  example,  U.K.  Patents  Numbers  1,171,253  and  1,330,531  both 
show  aqueous  formulations  of  1  ,2-benzisothiazolin-3-one  which  are  stabilized  by  the  addition  of  an 
appropriate  amine  or  mixture  of  amines. 

Consequently,  it  is,  completely  unexpected  that  a  concentrated  aqueous  solution  of  1,2-benziso- 
35  thiazolin-3-one  and  glutaraldehyde  having  a  pH  between  about  3.0  and  7.0  could  be  prepared,  much  less 

that  such  combination,  when  diluted  by  adding  it  to  an  aqueous-based  industrial  product,  would  exhibit 
synergistic  biocidal  activity. 

DESCRIPTION  OF  THE  INVENTION 
40 

In  one  aspect,  this  invention  is  directed  to  a  concentrated  aqueous  composition  comprising  1,2- 
benzisothiazolin-3-one  and  water,  which  composition  further  comprises  a  buffering  agent  such  that  the  pH  of 
the  composition  is  between  about  3.0  and  7.0,  and  a  sufficient  amount  of  glutaraldehyde  such  that  a  greater 
amount  of  such  1  ,2-benzisothiazolin-3-one  is  in  solution  than  would  be  present  in  solution  if  such 

45  glutaraldehyde  were  not  present. 
In  other  aspects,  this  invention  is  directed  to  a  synergistic  biocidal  composition  comprising  glutaral- 

dehyde  and  1  ,2-benzisothiazolin-3-one  as  well  as  to  an  aqueous-based  industrial  product  comprising  an 
effective  amount  of  such  a  synergistic  composition. 

The  concentrated  aqueous  composition  of  this  invention  comprises  four  components  --  i.e.,  glutaral- 
50  dehyde,  1  ,2-benzisothiazolin-3-one,  water  and  a  buffering  agent. 

As  is  employed  herein,  the  term  "buffering  agent"  refers  to  any  compound  and/or  combination  of 
compounds  which  will  maintain  the  pH  of  the  composition  at  between  about  3.0  and  7.0,  preferably  at 
between  about  3.2  and  about  6.8,  most  preferably  between  about  3.2  and  about  4.8;  and  which  will  not 
adversely  interfere  with  the  biocidal  activity  of  the  composition. 

55  Such  buffering  compositions  are  well  known  to  those  skilled  in  the  art,  and  will  typically  comprise  a 
partially  neutralized  blend  of  an  acid  and  an  appropriate  base,  although  substances  which  contain  basic  and 
acidic  groups  which  can  combine  with  added  base  or  acid  may  also  be  employed.  Illustrative  of  such 
buffering  agents  include  the  combination  of  a  weak  acid,  such  as  acetic,  formic,  chloroacetic  or  propionic 
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acid  or  the  like,  with  an  appropriate  base  such  as  sodium  hydroxide,  sodium  acetate  or  the  like.  A 
particularly  preferred  buffering  agent  for  use  in  the  concentrated  composition  of  this  invention  comprises 
acetic  acid  and  sodium  acetate.  The  relative  amounts  of  each  component  in  such  buffering  agents  may  be 
readily  calculated  by  one  of  ordinary  skill  in  the  art  from  buffer  tables  such  as  those  present  in  the  "CRC 

5  Handbook  of  Chemistry  and  Physics",  CRC  Press,  Inc.  pp.  D-144  et  seq.,  66th  Ed.  (1985-86). 
The  concentrated  aqueous  compositions  of  this  invention  may  be  formed  by  mixing  the  components  in 

any  order  under  agitation.  Typically,  however,  an  appropriate  amount  of  1  ,2-benzisothiazolin-3-one  is  added 
to  a  solution  of  glutaraldehyde  under  agitation.  The  buffering  agent  is  then  added  while  the  agitation 
continues.  Such  agitation  may  be  accomplished  by  any  means  well  known  to  one  of  ordinary  skill  in  the  art, 

io  including  mechanical  stirrers,  magnetic  stirrers,  ultrasonic  agitation  means,  and  the  like.  In  circumstances 
where  a  more  concentrated  solution  of  1  ,2-benzisothiazolin-3-one  is  desired,  it  is  preferred  that  an  excess  of 
such  compound  be  added  to  an  appropriately  buffered  aqueous  glutaraldehyde  solution,  and  the  mixture 
filtered  to  remove  undissolved  1  ,2-benzisothiazolin-3-one  and  insoluble  impurities. 

Preferably  the  weight  ratio  of  glutaraldehyde  to  1  ,2-benzisothiazolin-3-one  employed  in  the  composi- 
15  tions  of  this  invention  may  range  between  about  50:1  and  about  5:1,  and  will  more  preferably  be  between 

about  20:1  and  about  10:1,  most  preferably  between  about  15:1  and  about  13:1.  Preferably,  the  weight  ratio 
of  active  material  (i.e.  glutaraldehyde  plus  1  ,2-benzisothiazolin-3-one)  to  water  will  range  between  about 
1.0:1  and  about  1.2:1,  although  lower  or  higher  ratios  may  be  employed,  so  long  as  more  1,2-ben- 
zisothiazolin-3-one  is  in  solution  than  would  be  in  solution  if  no  glutaraldehyde  were  present. 

20  The  amount  of  buffering  agent  which  should  be  employed  for  any  particular  concentrated  composition 
may  be  readily  determined  by  one  of  ordinary  skill  in  the  art.  It  should  be  noted  that,  although  concentrated 
solutions  of  glutaraldehyde  typically  possess  a  pH  between  about  3.0  and  7.0,  a  buffering  agent  is 
necessary  in  the  1  ,2-benzisothiazolin-3-one/glutaraldehyde  blends  to  avoid  pH  drift  which  would  adversely 
affect  the  storage  stability  of  such  compositions,  expecially  at  extreme  temperatures. 

25  The  concentrated  aqueous  compositions  of  this  invention  are  typically  employed  as  biocidal  agents  in 
aqueous-based  industrial  products  by  adding  them  to  such  products  in  appropriate  amounts  such  that  a 
biocidally  effective  amount  of  active  material  is  present  in  such  industrial  products.  Illustrative  of  the 
industrial  products  in  which  such  combinations  may  be  employed  are  calcium  carbonate  slurries,  kaolin 
slurries,  tape  joint  compounds,  and  latices.  The  compositions  of  such  aqueous-based  industrial  composi- 

30  tions  are  well  known  to  those  of  skill  in  the  art.  These  concentrated  compositions  exhibit  admirable  long 
term  stability  as  well  as  desirable  temperature  resistance. 

An  unexpected  benefit  which  has  been  recognized  in  conjunction  with  the  invention  of  the  concentrated 
solutions  described  above,  is  that  synergistic  biocidal  activity  is  achieved  when  1  ,2-benzisothiazolin-3-one  is 
employed  together  with  glutaraldehyde.  Because  such  synergy  is  observed  even  at  concentrations  of  active 

35  material  well  below  those  of  the  concentrated  liquid  compositions  described  above,  it  is  to  be  noted  that 
such  synergy  will  be  present  even  in  non-concentrated  formulations  of  glutaraldehyde  with  1,2-ben- 
zisothiazolin-3-one  wherein  no  buffering  agent  is  present.  Accordingly,  in  another  aspect,  this  invention  is 
directed  to  a  synergistic  biocidal  composition  comprised  of  1  ,2-benzisothiazolin-3-one  and  glutaraldehyde. 

Preferably  the  weight  ratios  of  glutaraldehyde  to  1  ,2-benzisothiazolin-3-one  employed  in  such  synergis- 
40  tic  compositions  may  range  from  about  17:1  to  about  12.5:1,  more  preferably  from  about  15:1  to  about  13:1. 

The  control  exhibited  by  such  combinations  is  greater  than  that  which  would  have  been  expected  were 
mere  additive  results  involved. 

Such  synergistic  compositions  are  employed  in  synergistic  amounts  --  i.e.,  amounts  in  which  less  than 
complete  control  would  be  expected  for  either  of  the  components  used  alone,  or  both  components  if  only 

45  additive  control  were  expected.  Such  compositions  may  be  usefully  employed  in  the  industrial  products 
described  above. 

Examples 

50  The  following  Examples  are  intended  to  further  illustrate  the  present  invention  and  are  not  intended  to 
limit  the  scope  of  the  invention  in  any  manner  whatsoever. 

Example  1 

55  Several  solutions  of  deionized  water  and  a  buffering  agent  were  prepared  possessing  pH's  of  3.2,  4.8 
and  6.8  respectively.  Specifically  0.2  M  acetic  acid  and  0.2  M  sodium  acetate  were  utilized.  A  pH  3.2 
solution  was  attained  by  adding  12.5  ml  of  0.2  M  acetic  acid  to  100  ml  of  deionized  water.  The  pH  4.8 
solution  was  prepared  by  adding  22.5  ml  of  0.2  M  acetic  acid  plus  27.5  ml  of  0.2  M  sodium  acetate  brought 

3 
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to  a  total  volume  of  100  ml  with  deionized  water.  Finally  the  pH  of  6.8  solution  was  created  by  adding  4.1 
ml  of  0.2  M  sodium  acetate  plus  1  drop  of  0.2  M  acetic  acid  to  100  ml  of  deionized  water.  The  solubility  of 
1  ,2-benzisothiazolin-3-one  ("BIT"),  in  the  form  of  Proxel®  Press  Paste  comprising  73%  BIT  as  an  industrial 
grade  wet  powder  (available  from  Imperial  Chemical  Industries  PLC),  in  each  solution  at  25  °C  was 

5  determined  by  adding  known  quantities  of  BIT  while  agitating  such  solutions,  filtering  off  the  undissolved 
BIT,  and  any  insoluble  impurities  then  weighing  the  filtrate  to  determine  how  much  BIT  was  in  solution. 
Employing  the  same  buffering  agents,  solutions  with  50%  aqueous  glutaraldehyde  were  prepared  having 
pH's  of  3.2,  4.8  and  6.8  respectively.  A  twenty  ml  solution  having  a  pH  of  3.2  was  attained  with  1  .45  ml  of 
acetic  acid;  the  twenty  ml  solution  having  a  pH  of  4.8  contained  acetic  acid  and  sodium  acetate  in  a  3:1 

io  weight  ratio;  and  the  twenty  ml  solution  having  a  pH  of  6.8  contained  1.25  g  of  sodium  acetate.  The 
solubility  of  BIT  in  each  solution  was  determined  as  described  above.  The  results  of  such  tests,  presented 
in  grams  of  BIT  soluble  per  100  grams  of  solvent,  are  summarized  in  Table  1  below. 

TABLE  I 
15 

Solubility  of  BIT  (in  grams/100  grams  solvent) 

SOLVENT  pH  3.2  pH  4.8  pH  6.8 

Deionized  Water  0.32  0.11  0.04 
50%  Aqueous  Glutaraldehyde  3.18  3.38  3.04 

The  above  results  indicate  that  the  solubility  of  1  ,2-benzisothiazolin-3-one  is  increased  considerably  by 
the  addition  of  glutaraldehyde  under  the  above  conditions. 

25 
Example  2 

In  order  to  compare  the  composition  of  the  present  invention  with  that  disclosed  in  U.S.  Patent  No. 
4,539,071  (Clifford  et  al)  a  stable  aqueous  composition  of  isothiazolone,  the  following  experiment  was 

30  performed.  To  deionized  water  were  added  0.2  percent  cupric  nitrate,  9  percent  magnesium  chloride  and  15 
percent  magnesium  nitrate,  all  in  percent  by  weight.  The  solubility  of  1  ,2-benzisothiazolin-3-one  in  such 
solution  was  found  to  be  essentially  nil,  thereby  showing  that  such  prior  art  method  for  providing  stable 
aqueous  solutions  of  isothizaolones  is  ineffective  for  producing  a  stable  aqueous  solution  of  1,2-ben- 
zisothiazolin-3-one. 

35 
Example  3 

Several  forty  gram  samples  of  a  calcium  carbonate  slurry  (Gamma-Fil  90,  available  from  the  Georgia 
Marble  Company)  which  were  free  of  microbial  growth,  were  prepared.  These  samples  were  divided  into 

40  four  groups.  The  first  group  was  dosed  with  varying  amounts  of  glutaraldehyde  (in  the  form  of  a  50  percent 
aqueous  solution);  the  second  group  was  dosed  with  varying  amounts  of  1  ,2-benzisothiazolin-3-one;  the 
third  group  was  dosed  with  varying  amounts  of  glutaraldehyde  (in  the  form  of  a  50  percent  aqueous 
solution)  and  of  1  ,2-benzisothiazolin-3-one  (in  the  form  of  Proxel®  Press  Paste)  in  a  14:1  ratio  by  weight  of 
glutaraldehyde:BIT;  a  fourth  group  was  left  untreated  as  a  control.  These  samples  were  each  inoculated 

45  three  times  on  a  weekly  basis  with  an  inoculum  which  contained  the  following  microorganisms:  Acinetobac- 
ter  calcoaceticus,  Pseudomonas  aeruginosa,  Enterobacter  cloacae  and  Escherichia  coli.  The  minimum 
inhibitory  concentration  (MIC)  values  were  determined  for  preservative  levels  effective  in  reducing  the 
contaminating  microorganisms  to  less  than  ten  colony  forming  units/ml  for  the  first  three  groups.  The 
number  of  colony  forming  units/ml  in  the  control  group  was  also  determined.  The  results  of  such  evaluation 

50  are  summarized  in  TABLE  II  below. 

55 
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TABLE  II 

MIC  values  (in  parts  per  million  of  Active  Ingredient)  Calcium  Carbonate  Slurry 

Week  1  Week  2  Week  3 

Glutaraldehyde  250  500  500 
BIT  285  >570  380 
BIT  +  Glutaraldehyde  (1:14)  265  265  265 
Control  3.3X106  9.2X106  1.8  X107 

Example  4 

75  A  sample  of  kaolin  slurry  with  significant  microbial  spoilage  was  dosed  with  a  range  of  concentrations  of 
1  ,2-benzisothiazolin-3-one,  glutaraldehyde,  and  1  ,2-benzisothiazolin-3-one  plus  glutaraldehyde  (1:14  weight 
ratio).  A  sample  was  included,  antimicrobial  free,  for  control  purposes  with  determinations  of  the  colony 
forming  units/ml.  MIC  values  (in  parts  per  million  of  Active  Ingredient)  to  reduce  microbial  contamination  to 
less  than  ten  colony  forming  units/ml  were  determined  by  the  absence  of  detectable  growth  by  dilution 

20  plate  counts.  The  results  of  such  testing  are  summarized  in  Table  III. 

TABLE  III 

MIC  Values  (ppm)  Kaolin  Slurry 

Time  (Days)  1 2   3  7 

Glutaraldehyde  250  150  200  250 
BIT  178  >178  >178  133 
BIT  +  Glutaraldehyde  (1:14)  214  107  160  160 
Control  3.2  X  107  2.9  X  107  5.8  X  107  1.0  X  107 

The  results  for  Examples  3  and  4  were  quantified  with  respect  to  the  synergy  shown  through  the 
application  of  an  equation  described  in  Berenbaum,  M.C.  "A  method  for  Testing  for  Synergy  with  Any 

35  Number  of  Agents"  The  Journal  of  Infectious  Diseases,  Vol  137,  No.  2  pp  122-130  (February,  1978).  The 
relevant  equation  is  as  follows: 

40  Wherein: 
Ac  =  First  antimicrobial  active  ingredient,  effective  level  in  the  combination. 
Ae  =  First  antimicrobial  active  ingredient,  effective  independent  activity  level. 
Be  =  Second  antimicrobial  agent  ingredient,  effective  level  in  the  combination. 
Be  =  Second  antimicrobial  active  ingredient,  effective  independent  activity  level. 

45  If  Z  is  less  than  1  ,  synergy  is  present.  If  Z  equals  1  ,  additive  interaction  is  present.  If  Z  is  greater  than 
1  ,  an  antagonistic  interaction  is  present.  The  results  of  such  quantification  are  presented  in  TABLE  IV. 

50 

55 
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TABLE  IV 

Synergy  Equation  Values 

Substrate  Weeks 

1  2  3 

Calcium  Carbonate  Slurry  (Example  3)  1  .06  0.53*  0.55 

Days 

1 2   3  7 

Kaolin  Slurry  (Example  4)  0.88  0.74*  0.81*  0.68 

*BIT  values  utilized  as  noted  in  TABLES  II  and  III  even  though  actual  MIC's  are 
75  higher,  where  a  greater  than  symbol  (>)  is  present. 
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The  calcium  carbonate  slurry  example  shows  that  while  glutaraldehyde  undergoes  a  reduction  in 
antimicrobial  activity  during  the  second  and  third  challenges  with  microbial  insults  the  combination 
maintains  its  antimicrobial  potency  with  resulting  synergy.  While  the  results  for  week  1  indicate  that  some 
slight  antagonism  may  be  observed,  it  is  believed  that  this  result  is  within  experimental  error  and  biological 
variability  such  that  no  actual  antagonism  is  in  fact  present. 

The  kaolin  slurry  example  indicates  consistent  synergistic  interactions,  between  BIT  and  glutaraldehyde. 
Therefore,  the  above  results  for  Examples  3  and  4  illustrate  the  unexpected  synergistic  biocidal  activity 

exhibited  by  the  combination  of  1  ,2-benzisothiazolin-3-one  and  glutaraldehyde  in  aqueous-based  industrial 
compositions. 

Claims 

1.  A  composition  comprising  1  ,2-benzisothiazolin-3-one  and  water,  which  composition  further  comprises  a 
buffering  agent  such  that  the  pH  of  the  composition  is  between  about  3.0  and  7.0,  and  a  sufficient 
amount  of  glutaraldehyde  such  that  a  greater  amount  of  such  1  ,2-benzisothiazolin-3-one  is  in  solution 
than  would  be  present  in  solution  if  such  glutaraldehyde  were  not  present. 

2.  A  composition  as  claimed  in  claim  1  wherein  the  pH  of  the  composition  is  between  about  3.2  and  about 
4.8. 

3.  A  composition  as  claimed  in  either  claim  1  or  claim  2  wherein  the  buffering  agent  comprises  acetic  acid 
and  sodium  acetate. 

4.  A  composition  as  claimed  in  any  one  of  claims  1  to  3  wherein  the  weight  ratio  of  glutaraldehyde  to  1  ,2- 
benzisothiazolin-3-one  is  between  about  50:1  and  5:1. 

5.  A  composition  as  claimed  in  claim  4  wherein  the  weight  ratio  of  glutaraldehyde  to  1  ,2-benzisothiazolin- 
3-one  is  between  about  20:1  and  about  10:1. 

6.  A  composition  as  claimed  in  claim  5  wherein  the  weight  ratio  of  glutaraldehyde  to  1  ,2-benzisothiazolin- 
3-one  is  between  about  15:1  and  about  13:1. 

7.  A  method  of  protecting  an  aqueous-based  industrial  composition  from  biological  contamination  compris- 
ing  adding  an  effective  amount  of  a  synergistic  biocidal  composition  as  claimed  in  any  one  of  claims  1 
to  6. 

8.  A  method  as  claimed  in  claim  7  wherein  the  weight  ratio  of  glutaraldehyde  to  1  ,2-benzisothiazolin-3-one 
is  between  about  17:1  and  about  12.5:1. 

9.  A  method  as  claimed  in  either  claim  7  or  claim  8  wherein  said  aqueous-based  industrial  composition  is 
a  calcium  carbonate  slurry  or  a  kaolin  slurry. 
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10.  A  method  as  claimed  in  either  claim  7  or  claim  8  wherein  said  aqueous-based  industrial  composition  is 
a  tape  joint  compound. 

11.  A  method  as  claimed  in  either  claim  7  or  claim  8  wherein  said  aqueous-based  industrial  composition  is 
5  a  latex. 

Patentanspruche 

I.  Zusammensetzung,  die  1  ,2-Benzisothiazolin-3-on  und  Wasser  enthalt,  wobei  die  Zusammensetzung 
io  auBerdem  ein  Puffermittel  enthalt,  so  daS  der  pH  der  Zusammensetzung  zwischen  etwa  3,0  und  7,0 

liegt,  und  eine  ausreichende  Menge  an  Glutaraldehyd,  so  dal3  sich  eine  groBere  Menge  1  ,2-Benzisot- 
hiazolin-3-on  in  Losung  befindet,  als  in  der  Losung  vorhanden  ware,  wenn  der  Glutaraldehyd  nicht 
vorhanden  ist. 

is  2.  Zusammensetzung  nach  Anspruch  1  ,  wobei  der  pH  der  Zusammensetzung  zwischen  etwa  3,2  und  etwa 
4,8  liegt. 

3.  Zusammensetzung  nach  Anspruch  1  oder  Anspruch  2,  wobei  das  Puffermittel  Essigsaure  und  Natrium- 
acetat  enthalt. 

20 
4.  Zusammensetzung  nach  einem  der  Anspruche  1  bis  3,  wobei  das  Gewichtsverhaltnis  von  Glutaraldeh- 

yd  zu  1  ,2-Benzisothiazolin-3-on  zwischen  etwa  50:1  und  5:1  liegt. 

5.  Zusammensetzung  nach  Anspruch  4,  wobei  das  Gewichtsverhaltnis  von  Glutaraldehyd  zu  1  ,2-Benzisot- 
25  hiazolin-3-on  zwischen  etwa  20:1  und  etwa  10:1  liegt. 

6.  Zusammensetzung  nach  Anspruch  5,  wobei  das  Gewichtsverhaltnis  von  Glutaraldehyd  zu  1  ,2-Benzisot- 
hiazolin-3-on  zwischen  etwa  15:1  und  etwa  13:1  liegt. 

30  7.  Verfahren  zum  Schutz  einer  technischen  Zusammensetzung  auf  Wasserbasis  gegen  biologische 
Kontamination,  bei  dem  eine  wirksame  Menge  einer  synergistischen  biociden  Zusammensetzung  nach 
einem  der  Anspruche  1  bis  6  hinzugegeben  wird. 

8.  Verfahren  nach  Anspruch  7,  wobei  das  Gewichtsverhaltnis  von  Glutaraldehyd  zu  1  ,2-Benzisothiazolin-3- 
35  on  zwischen  etwa  17:1  und  etwa  12,5:1  liegt. 

9.  Verfahren  nach  Anspruch  7  oder  Anspruch  8,  wobei  es  sich  bei  der  technischen  Zusammensetzung  auf 
Wasserbasis  urn  eine  Calciumcarbonat-Aufschlammung  oder  eine  Kaolin-Aufschlammung  handelt. 

40  10.  Verfahren  nach  Anspruch  7  oder  Anspruch  8,  wobei  es  sich  bei  der  technischen  Zusammensetzung  auf 
Wasserbasis  urn  eine  "Verbindungsband"-Verbindung  handelt. 

II.  Verfahren  nach  Anspruch  7  oder  Anspruch  8,  wobei  es  sich  bei  der  technischen  Zusammensetzung  auf 
Wasserbasis  urn  eine  Kunstharz-Dispersion  handelt. 

45 
Revendicatlons 

1.  Composition  comprenant  de  la  1  ,2-benzisothiazolin-3-one  et  de  I'eau,  la  composition  comprend  de  plus 
un  agent  tampon,  de  sorte  que  le  pH  de  la  composition  se  situe  entre  environ  3,0  et  7,0  et  une  quantite 

50  suffisante  de  glutaraldehyde,  de  sorte  qu'une  quantite  superieure  de  la  1  ,2-benzisothiazolin-3-one  est 
en  solution,  par  rapport  a  celle  presente  en  solution  si  le  glutaraldehyde  n'est  pas  present. 

2.  Composition  suivant  la  revendication  1  ,  dans  laquelle  le  pH  de  la  composition  se  situe  entre  environ  3,2 
et  environ  4,8. 

55 
3.  Composition  suivant  la  revendication  1  ou  la  revendication  2,  dans  laquelle  I'agent  tampon  comprend 

de  I'acide  acetique  et  de  I'acetate  de  sodium. 
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4.  Composition  suivant  I'une  quelconque  des  revendications  1  a  3,  dans  laquelle  le  rapport  ponderal  du 
glutaraldehyde  a  la  1  ,2-benzisothiazolin-3-one  est  entre  environ  50:1  et  5:1. 

5.  Composition  suivant  la  revendication  4,  dans  laquelle  le  rapport  ponderal  du  glutaraldehyde  a  la  1,2- 
5  benzisothiazolin-3-one  est  entre  environ  20:1  et  environ  10:1. 

6.  Composition  suivant  la  revendication  5,  dans  laquelle  le  rapport  ponderal  du  glutaraldehyde  a  la  1,2- 
benzisothiazolin-3-one  est  entre  environ  15:1  et  environ  13:1. 

io  7.  Procede  de  protection  d'une  composition  industrielle  a  base  d'eau  de  la  contamination  biologique, 
comprenant  I'addition  d'une  quantite  efficace  d'une  composition  biocide  synergique  suivant  I'une 
quelconque  des  revendications  1  a  6. 

8.  Procede  suivant  la  revendication  7,  dans  lequel  le  rapport  ponderal  du  glutaraldehyde  a  la  1,2- 
15  benzisothiazolin-3-one  est  entre  environ  17:1  et  environ  12,5:1. 

9.  Procede  suivant  la  revendication  7  ou  la  revendication  8,  dans  lequel  la  composition  industrielle  a  base 
d'eau  est  une  boue  de  carbonate  de  calcium  ou  une  boue  de  kaolin. 

20  10.  Procede  suivant  la  revendication  7  ou  la  revendication  8,  dans  lequel  la  composition  industrielle  a  base 
d'eau  est  un  compose  pour  joint  de  fixation. 

11.  Procede  suivant  la  revendication  7  ou  la  revendication  8,  dans  lequel  la  composition  industrielle  a  base 
d'eau  est  un  latex. 
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