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Thietene l&dioxide (I), - & , has been synthesized', but 

by a multi-step route imolving the reaction of ao alkali metal sulfide 

on epichlorobydrin to fonz fthietanol, followsd by oxidation, 

chlorination and dehydrohalogenation. The overall yields arelowand 

we have encountered sane difficulty in duplicating the results, 

particularly in the oxidation step. No other detailed syntheses of 

thiacyclobutene derivatives has appeared and analogs of I have not 

been described. 

We should now like to report a canparatively simple approach for 

the preparation of thietene l,l-dioxides involving the reaction of 

sulfonyl chlorides uith enamines to foxm 3-aminothietane l,l-dioxides4 

followed by the Hofmanu elimination' on the corresponding quaternary 
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1678 Thietene l,l-dioxides No.25 

almaim salta. For wmmple, uben an ethereal 8olution of methaue- 

mlfoDy1 chloride -8 added to an equimolar solution oftriethyl&.ne 

and N,jMmethyUwbutenylarmine6 in ether, anbite precipitate of 

triethylamine hydro&loride ~84 obtained. Ruaoral of the salt and 

eraporationof 8olYent.~ulted inapaleyellowoil, ldrl.0hcoul.d 

be distilled to give the colorless 2,2Aimethyl-3-dimethylaudnothietane 

l&dioxide (II) in 75-80% conversion, b.p. 8C-Sl* (0.3 ma.), $ 

l.aO. The n.m.r. and infrared spectra subetantiated the assigned 

structure. &&. Cal& for CTHI#OZ: C, 47.44; Ii, 8.531 N, 7.911 

S, l8.06j lf..w,, 177.2. Found: C, 47.291 H, 8.791 N, 6&j 3, 17.85j 

Mow., Ml.9 (oamometer in CHCla). 

Methiodide III wma formed in 6l$yieldbyquaternisation of II 

with exueaa methyl iodide inmethanoland couldbe read.llyrecryatallirad 

fran methanol, m.p. 2LO&JJ.* (dec.). The Hoti elimination - 

a~i.lyeffectedbystirringIII with anaqueoua suape~ia~of dl.ver 

oJdde followed by filtration of inorganic salt and nanuing the filtrate 

to w under reduced pressure (mater pump) for 15 minutes 80 aa to 

remove triethyl&ne. &traction with methylene chloride and subsequent 

mtillation at 67-6~ (0.3 nan.) resulted in isolation of the colorless 

2,2-d.ime~lthietenel,l-dioxide (IV) in 8l% conversion. wound IV 

solidified on standing and could be recrpstalli~ with sane difficU&y 

fram @mane and ether, m.p. 41-42 aa tite hygroscOpic CrgsMs. 

&&. Celcd. for CsH.&Q: c, 45.451 H, 6.101 S, 24.Uj Lb., 132.1. 

Found: c, 45.631 H, 6.401 S, 24&j kb 137.3 (Omaaneter in CHQ). 

6K. c. $rannock, A. Bell, B. D. Burpitt, and C. s. IauSr J. Ora. '==o, 
26, 62 (1961). By Bnploying a modification of the method described 
z& BIQIEIE~~ Or; z., 2% 1397 (1963) the enmine was 

cmting the need for autogenoua 
ae~ set forth by Bran&k, et a.L 
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In addition to rapid decolorisation of a dilute pota~iun 

-to solution, IVexhibited an infrared ape&z-m (CHCl,) 

similar to thietene 1,lmdiaride (I) dth the charaaterietic mak 

oleiinic band at 6.02j1 and strong absorbance at 7.70) and 8.924 

indicative of the rulfone groap. The n.2i.r. spectrum6 confhnmd the 

Etrnctllr6 In that two pal-6 of doubleta cJop a0) ml-e obeermd, one 

at 7.04&d th8 other at 6.656 in equal. rat&e sad rqu-eeentatin 

of the OleiMC proton& ~e~ethylprotom appeared aa a 

strong singlet at 1.63&with a relative ratio of 6. fhe aheaical 

shiftecorr#poIIdedcloeelyto the epectrm of 1.O 

CHgm&l + (CQ)*~-C(Cm2 

- n la CHSI 
4 

@a (CH3)2 
2. k.30, GO 

IV 

Attmptsto forrthietene dioxidea by mine oxide pyrolysee or 

byuse of euminee, derived fmmpipez%d5ne,haveto date givenpoor 

and erratic reeulte. Pmtherimeetigations arebeingpureued 

concerning the scope and Umitationa of this approach to thietene 

dioaidw. 
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