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Abstract: : the 2-0x0-1 3-di1hiane reads with warions lithium ace@des IO furnish a new class of 
coqnds: rhe 4-substituted-7&dihydro-2H.6lf-l .%Mioch-2-oat &iwniws. 

Previous results from our group have shown that certain a,a’diiunctionalized acetylenic compounds are 

inhibitors of enzymes such as aldehyde dehydrogenase and their addition to normal and transformed cells in 

culture provokes the selective inhibition of the growth of transformed cells 1. In view of these results we 

undertook the synthesis of a-acetylenic thiocarboxylic-S-esters compounds 1. 

l’hiocarboxylic S-esters being prepared by reaction of carbon nucleophiles (i.e. ketone enolates) with 

dimethyl dithiocarbonate 2 2 we examined the possibility of reaching compounds 1 by the reaction of the cyclic 

dithiocarbonate 2-0x0-1,3 dithiane 3 3a with various lithium acetylides. 
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None of our attempts led to any trace of acetylenic thioeater 1. In all cases (table) the only isolated 

product was the hitherto unknown compound 4 4 coming evidently from the MichaEl addition of the thiolate 

functionality of 5 onto the activated triple bond. 
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R 4 (isolated yields’) 
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a n0u 7% 9 

b t&l 61% 

C Ph 41% 

d t( 41% 
4 

e ~OTEWS 49% l all producta wen purified by 
chromatography on silica gel 

f 4% 
except 41 on Glll neutral alumina 

typical procedure: To a THF solution of hex-l -ynyl-lithium pnpand from 2.42 mmol of hex-1 -yne and 2.42 
mmol of nBuLi(2.6M solution in hexanes) in 6ml of THF was edded dropwise at -7oOC a solution of 270mg 
(2.0lmmol) of l-oxo-1Jdilbiane 2 in 4ml of THF. The nztion mixture was reached 10 -UPC within 2 bows 
and hydrolyzed by a saturated aqueous NH&l solution. After usual work up, Le crude product was purified by 
cbmmatogmphy on silica gel (petdeem ether/ethyl acetate = 98/2) to give 315mg (73%) of 4a 4. 

Further attempts at synthesising homologs of 4 starting from 2-oxo-1,3-dithiolane 6 3b or y- 

thiobutyrolactone 7 failed: when using the lithium acetylide of hex- 1-yne under the same conditions or even at 

room temperature, no reaction occumd. 
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In conclusion, this work provides an easy access to 4-substituted-7.8 dihydro-2H,6H-1.5-dithiocin-2-ones 4, a 

new class of heterocyclic compounds 5. 
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