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NEW RESULTS ON THE PREPARATION AND REACTIVITY OF 
BENZO[C]THIOPHENES 

GUNADI ADIWIDJAJA, ANDRZEJ SAWLUK, WOLFGANG VOLZ, AND 
JURGEN voss" 
Institut fur Organische Chemie der Universitat Hamburg, 
Martin-Luther-King-Platz 6, W-2000 Hamburg 13, Germany 

Abstract Preparation of benzo[c]thiophenes with par- 
ticular substituents on the benzene or thiophene moiety 
is described and their cycloaddition, oxidation, and 
reduction reactions are discussed. 

Benzo[c]thiophenes of different types have been prepared or 
generated and trapped i n - s i t u .  These include the labile 5- 
tert-butylbenzo[c]thiophene 1, the nitrile 2 ,  higher 
[clanellated (e.g 3) and 4,7-ansa-benzo[c]thiophenes 4 .  

R' 

@s R' = CN, R 2  = CONH2 

1 2 R2 

CI Br 

3 4 

As expected, Diels-Alder reaction occurs at the het- 
erocyclic 1,3-positions and the cycloadducts 5 are formed 
in most cases. However, the unusual 4,7-adduct 6 is ob- 
tained from 1,5-dimesitylbenzo[c]thiophene. On the other 
hand, the substitution product 7 instead of an adduct is 
formed with N-phenyl-1,2,4-triazoline-3,5-dione (NPT). 
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0 ;$ Ar - NPM 

\ s  
Ar 

Ar = 2,4,6-Me,C,H2 
(2.4%) 

Ar = 4deOC6H4 
(68%) 

Oxidation normally yields lI2-diacylarenes. But the 
sulfine 8 or quinones 9 and 10 are obtained with mcpa as 
oxidant. 

Reductive elimination of sulfur under formation of 
lI2-dialkylbenzenes 11 is achieved with Raney-Nickel. 
Again, as an exception, the tetrahydro derivative 12 is 
formed with preservation of the sulfur. 
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