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Derlvatlves of "halosulfoxonlum salts I1 are relatively new class of species 

w4lch are easily generated by the reactlon of sulfoxldes wth N-bromo- or N- 

ch1orosucclnlrmde.l In this letter, we vnsh to report a set of new and 

synthetically useful reactlons lnvolvlng (3-hydroxy bromosulfoxonlum salt II as 

a key Intermediate. 

2-Hydroxy-2,2-dlphenylethyl methyl sulfoxlde (I, R1 = R2 = Ph), readily 

avaIlable from methylsulflnylmethylsodlum and benzophenone, 2 on treatment 

with N-bromosucclnlmlde (1.10 equlv) In methylene chloride at -45’ for 2 hr, 

-25' for 1 hr, and 25' for 2 hr, afforded 2,2-dlphenylvlnyl methyl sulphone 

(IV, R1 = R2 = Ph13 In 55% yield after thin layer chromatographlc purlflcatlon 

The formatlon of vinyl sulphone can be attributed to a sustained generation 

of cyclic alkoxysulfoxonlum salt III followed by deprotonatlon 
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The DMSO- adducts of enolizable ketones gave the t&b-unsaturated sulphones 

In good yields. Thus, (I-hydroxycyclohexyl)methyl methyl sulfoxlde (I, R1, R2 = 

-(CH ) 
25 

-1 and (l-hydroxycyclododecyl)methyl methyl sulfoxlde (I, RI, $ = 

-(CH2)11-) yielded the corresponding s,d-unsaturated sulphone V (82%14 and VI 

(74%) ,5 respectively. Although the smooth rearrangement of d,,3- to 3,6- 
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unsaturated sulphone 1s well known, 6 alternatlve pathway lnvolvlng the direct 

formatlon of this product from the IntermedIate III 1s also possible 

o- 
\ CH,SO,CH3 V 

c, 

\ CH2S02CH3 VI 

The analogous reactions using the adducts of aldehydes and DMSO- as the 

starting sulfox&des follows the different course of reactlon Thus, the 

treatment of 2-hydroxy-2-phenylethyl methyl sulfoxlde (I, R1 = Ph, R2 = H) 

ath N-bromosucclnlmlde produced phenacyl bromide as the maJor product (66%),7 

accompanied with a small amount of the corresponding sulphone IV (R1 = Ph, R2 = 

H, 17%) 8 This novel reactlon would appear to involve lnltlal deprotonatlon as 

shown below. Sirmlarly, 2-hydroxydecyl methyl sulfoxlde (I, R1 = n-C8H17, R2 = 

H) gave a rmxture of 1-bromo-2-decanone (12%)' and 2-decenyl methyl sulphone 
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7. Identical mth an authentic sample. 

8 Ir (neat) 1310, 1132 cm-'; 5 (CC14) 7.07 (d, lH, oleflnlc), 7.78 (d, lH, 
oleflnlc), ~/!/e 182 (M+) 

9. Ir (neat) 1720 

Ir (neat) 1305, 

cm-', s (CC14) 3.66 (6, 2H, CH2Rr), g/z 234 CM+). 

10. 1135 cm-', $, (cc14) 4.24 (m, 2H, oleflnlc); 42 218 (M+) 


