
 

 

PLEASE SCROLL DOWN FOR ARTICLE

This article was downloaded by:
On: 25 January 2011
Access details: Access Details: Free Access
Publisher Taylor & Francis
Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered office: Mortimer House, 37-
41 Mortimer Street, London W1T 3JH, UK

Journal of Sulfur Chemistry
Publication details, including instructions for authors and subscription information:
http://www.informaworld.com/smpp/title~content=t713926081

Interesting Errors in Sulfur Chemistry, 3
Alexander Senninga

a Kemisk Institut, Aarhus Universitet, Århus C, Denmark

To cite this Article Senning, Alexander(1982) 'Interesting Errors in Sulfur Chemistry, 3', Journal of Sulfur Chemistry, 2: 4,
175 — 176
To link to this Article: DOI: 10.1080/01961778208082434
URL: http://dx.doi.org/10.1080/01961778208082434

Full terms and conditions of use: http://www.informaworld.com/terms-and-conditions-of-access.pdf

This article may be used for research, teaching and private study purposes. Any substantial or
systematic reproduction, re-distribution, re-selling, loan or sub-licensing, systematic supply or
distribution in any form to anyone is expressly forbidden.

The publisher does not give any warranty express or implied or make any representation that the contents
will be complete or accurate or up to date. The accuracy of any instructions, formulae and drug doses
should be independently verified with primary sources. The publisher shall not be liable for any loss,
actions, claims, proceedings, demand or costs or damages whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this material.

http://www.informaworld.com/smpp/title~content=t713926081
http://dx.doi.org/10.1080/01961778208082434
http://www.informaworld.com/terms-and-conditions-of-access.pdf


Sulfur Reports 
Volume 2 (4), July 1982, pp. 175-176 
01 96-1772/82/0204-0175/$06.50/0 
@ 1982 harwood academic publishers gmbh 
Printed in the United States of America 

INTERESTING ERRORS IN SULFUR 
CHEMISTRY, 3 
ALEXANDER SENNING 

Kemisk Institut, Aarhus Universitet, DK-8000 h h u s  C, Denmark 

In 1963 it was found that trichloromethanesulfenyl chloride and ammonia could be 
made to react with elimination of hydrogen chloride according to (1):' 

n CCl$Cl 4- n NHs - (CCINS), + 3 n HCl (1) 

By standard procedures, including an ebullioscopic molecular weight determination, 
the product of the reaction, m.p. 200.5-2O1S0C, was assigned the structure of 3,6- 
dichloro-1,4,2,5-dithiadiazine 2 equivalent to 1 (n = 2). 

1 

2 

Three years later the compound originally regarded as 2 was subjected to further chem- 
ical' and crystallographic3 scrutiny and unequivocally shown to possess the structure 
of 2,3,7,8-tetrachloro-5,10,11,12-tetrathia-1,4,6,9-tetraazatricyclo-[5.3.1. 12,6]dodeca- 
3,8-diene 3 equivalent to 1 (n = 4). 
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An obvious way to rationalize the formation of 3 (which in all probability must in- 
volve 2 as a transient intermediate) is to assume a reaction path via the sulfenamide 4 
and the monomer 1 (n = 1) which then oligomerizes in more or less discrete steps:2 

CClsSCl + NHs - CClsSNH2 + HCl 
4 

CCl$NH;! - CClNS + 2 HCl 
4 1 (n = 1) 

4 CClNS - (CClNS)4 
1 (n = 1) 3 = 1 (n = 4) 

(3) 

(4) 

The intermediate 1 (n = 1) is probably 3-chlorothiazirine 5 or cyanogen chloride N- 
sulfide 6 or an equilibrating mixture of both: 

\ C=N (+) C l - C - N + S  

5 6 

The relationship between nitrile N-sulfides and thiaziridines has been investigated in 
depth.4 Though the postulated intermediate 4 was subsequently synthesized according 
to (2) and fully characterized’ (as were the related compounds 76 and 86) 2 has eluded 
synthesis up to the present day and no more light has been shed upon the intriguing 
reaction (1). 
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