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GEORGE RAYMOND WHITE (54) 2-LOWER ALKYLSULPHINYL-2-LOWER
ALKYLTHIO-1-NITROETHYLENES (71) We, SMITH KLINE & FRENCH   amine as
described in our co-pending aplica- LABORATORIES  LIMITED,  Mundells,  tion
20628/75 (Serial No. 1,554,153). These Welwyn Garden City, Hertfordshire,
Eng-  derivatives are useful intermediates for pre-  45 land, a British
company do hereby declare  paring 2,2 - diamino - 1 - nitroethylene com- 5
the invention, for which we pray that a  pounds, for example the compounds
described Patent may be granted to us, and the method  as having histamine
H2-antagonist activity in by which it is to be performed, to be par-
British Patent Specification No. 1,421,792. ticularly described in and by
the following  When the compounds of Structure 1 are re-  50 statement: -
acted with an equivalent amount of an amine 10    This invention relates to
a process for the  RNH[err] the compound of Structure 2 preparation of 2 -
loweralkylsulphinyl - 2. - loweralkylthio - I - nitroethylenes which are
AS useful for preparing 2 - amino - 2 - lower- alkylthio - 1 -
nitroethylene derivatives.              C=CHNO[err]              (2) 15
According to the invention we provide com-           / pounds of Structure
1                            RNH AS                               is
produced without the formation of signifi- cant  amounts  of  the  bis
compound  55 C=CHNO[err]             (1)    (RNH)2C=CHNO[err] /
The invention is illustrated but in no way A-SO
limited by the following Example:- in which A is lower alkyl. Preferably A
is methyl.                                                  EXAMPLE 20
Throughout the present specification by the   I - Methylsulphinyl - I -
methylthio - 2 - 60 term 'lower alkyl' is meant an alkyl group
nitroethylene containing 1 to 4 carbon atoms.             To a stirred
solution in acetic acid (4,500 The compounds of Structure 1 can be pre-
ml) of 1,1 - bis - methylthio - 2 - nitroethylene (165 g) at 60 was added
over 15 minutes 30% pared    by    reacting    a    compound (100 volume)
hydrogen peroxide (113 ml) and  65 25  (AS)C= CHNO[err]` with an oxidising
agent, for  the reation mixture maintained, with stirring, example hydrogen
peroxide. This reaction can     at 60[err]for 17 hours. Evaporation of the
sol- be carried out in a solvent, for example acetic vent under reduced
pressure gave a residue 



acid. Preferably one equivalent of hydrogen  which was taken up in
methylethylketone, re- peroxide (i.e. sufficient to oxidise one lower
evaporated and finally crystallised from methyl- 70 30  alkylthio group) is
used as the oxidising agent  ethylketone to yield the title product as a
Preferably when hydrogen peroxide is used as th  oxidsing gent nd whn Ith
recin yellow solid m.p. 137-143[err]. Further purifica- as the oxidising
agent and when the reaction  tion yielded the pure "Z" and  "E" isomers. is
carried out in acetic  acid the reaction is  One of these had m.p.
145-148[err] and from -  carried out at 60[err].                  the
mother liquors the other isomer was ob- 75 35    The compounds of Structure
1 can exist as  tained after further working up and recrystal- two
geometrical isomers, i.e. in the 'Z' and  lisation from methylal had m.p.
90 93. in the 'E' form, and the two isomers of the compound of Structure 1
in which A is methyl  Found:  [err] verted into 2 - amino - 2 - alkylthio -
1 -  requires:    2                                        1,554,154
2 WHAT WE CLAIM IS:                           5. A process accordi  to
Claim 4in which 1. A compound of structure                the oxidising
agent is hydrogen peroxide.   15 6. A process according to Claim 4 or Claim
AS                                5 in which the reaction is carried out in
.  .                                        acetic acid. C=CHNO [err]
7. A process according to  laim 5 or Claim /              -          6 in
which-one equivalent of hydrogen per-  20 A-SO.
oxide is used. 8. A process according to Claim 7 which is in which A is
lower alkyl                   carried out at 600. 5    2. 1 -
Methylsulphinyl - 1 - methylthio -    9. A process for prepanng a compound
of 2 - nitroethylene.                          Claim  1 or. Claim 2
substantially as herein-  25 3. A compound of Claim I or Claim, 2 in
before described in the Example. the form  of a substantially pure
geometric    10. A compound of Claim  1 or Claim 2 isomer
whenever prepared by a process according to 10    4. A process for
preparing a compound of  any one of Claims 4 to 9. any one of Claims 1 to 3
which comprises reacting a. compound -(AS),CaCHNO2 with               G. H
.HARGREAVES an oxidising agent.
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