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It is shown that sulfolane- and sulfolenesulfonates are stable in pyridine solutions at low 
temperatures. On the basis of this, a reliable method for their synthesis in 70-90% yields 
was developed. 

It has b e e n  r e p o r t e d  [1,2] t h a t  sulfolanyl e s t e r s  of  arene(alkane)sulfonic acids can b e  u s e d  to intro- 
duce a sulfolane ring into various classes of compounds. A new method for the preparation of arylsulfo- 
lanes, which are of interest as intermediates [3], from 3-sulfolanesulfonates has been developed. However, 
there is still no satisfactory method for the preparation of sulfolanesulfonates. During the synthesis of 
esters of p-toluenesulfonic acid and hydroxy derivatives of sulfolane (II) and sulfolene (IV) in pyridine at 
0-20°C, it was found [4] that esterifieation is complicated by secondary reactions to give the unstable thio- 
phene S,S-dioxide [5] and products of its subsequent transformation. This lowers the yield of sulfolane- 
sulfonates to 30-40%. We have found that esters of hydroxysulfolanes (I-Ill) and hydroxysulfolene (IV) are 
stable in pyridine solution at about -20°; this made it possible to develop a reliable method for the prepa- 
ration of various suifolanesulfonates in high yields (70-90°7c). 
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I& X=H; b X=CH3; I l a  x=cis-OH: b K-llarlS-Ofl; I I I  X=CI; R=ALk,Ar 

EXPERIMENTAL 

The reaction was carried out at -20 to -15 ~ by the addition of a stoichiometrie amount of sulfonyl 
chloride to a solution of the appropriate hydroxysulfolane in pyridine. The mixture was held at -15 to 
-5 ~ for 2 h and was then poured over ice. The sulfolanesulfonate was removed by filtration, washed suc- 
cessively with dilute (I : 5) sulfuric acid and water, and crystallized from alcohol. The compounds ob- 
tained are presented in Table I. 
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