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Abstnct Ammatic aldehydes tact with s~fo~~ salts of cyclic and chain fo~~~h~ ~t~~~s 
in pnscnce of aqueous NaOH lo give the cormspontling oxitanes which rearrange. to Z-aryl-Z- 
thioalkylacetaldehydc3. 

In our previous paper’ we have described biter c&u the ring opening vicarious nu&ophiIic substitution 

of hydrogen in nitroarenes with the ylide generated from monomethyl sulfonium salt of dithiane 1. It was quite 

intriguing that there are no typical reactions of this ylide rept~rted.~ 

Therefore in order to have possibility to compare the reaction of this ylide with nitroarenes and other 

eteetrophilic partnets we have studied its reaction with aldehydes. It is well known that sulfonium ylides react 

readily with atdehydes to produce oxiranes via addition - intramolecular n~l~philic substitution ptoces~~ 

In the case of the ylide generated from 1, the second step - the intramolecular nucleophilic substitution shall 

occure with the dithiane ring opening. 

Amongst a variety of base-solvent systems applied for the generation and reactions of sulfonium ylides 

the most convenient and efficient is the two-phase system in which concentrated aqueous NaOH effects on 

the dep~~nation at tbe interface and the ylide being electricafly neutral migrates into the organic phase where 

it reacta with aldehyde. The reported procedures for the two phase generation and reactions of sulfonium ylides 

consisted in use as the organic phases such solvents as methylene chloride or toluene.4 In our hands these 

solvents were inconvenient, perhaps because of the solubility problems. The best results were obtained using 

dimethylfonnamide fdr this purpose. The reaction carried out at room tempemture, under argon, was completed 
within a few minutes, however the pmducts were not the expected oxiranes but the derivatives of 2-a@-3,7- 

dithiaoctanak5 Apparently the oxiranes being the initial products of the ring opening intramolecular 

substitution rearrange rapidly to the aldehydes. Such rearrangements are well known for oxiranes, particularly 

those containing sulfur substituents at the oxirane ring6 Reactions of two other sulfonium salts: 
methylthiomethyldimethylsulfonium chloride 2 7 and methylthioethyldiethylsulfonium tetrafluoroborate 3 

followed the same pathway. 
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R’= -(CHi)r, R*= -CH, 1 R=-(CH&SCH, X, Y,: H, NO, la m -OCHp -H lb 67%; XXI-Is, -OCH3 

R’= XX,, Rz= -CHH, 2 lc 79%; -N(CH& -H Id 84% R&-L,, X, Y: -NO, -H 2m 8196; q -H 

R’= -C$-&. R2= +I5 3 2b 70% -N(CH&, -H 2d 57%; R=qHp X, y:-0CH3, -H 3b 61%; _ocHu 

-ocH, 3c 62%. 

Identification of the aldehydes was initially somewhat difficult because they exist in form of tautomeric 

ketoenol mixtures, in the NMR and IR spectra features characteristic for both of these form are present and 

can be identified. At tuom temp. the equilibration is slow in the NMR time scale and the obtained spectra are 

superposition of spectra of these tautomers. 

In order to have unambiguous confirmation structures of the products one of them, 2a was reduced with 

NaBH4 to the alcohol 4, which was fully identifkxL8 
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sthed solution of sutfontum salt (1 mm01 of 1, 2 or 2 tnmol.of 3) and 
46 water solution of NaOH was added. After 5 min reaction muhxe - 
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