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In the previous canmunioationl we have shown that sodium 2-acetamidopropenethiolates (I) 

can be prepared from 2,3-dihydro-4II-l,4-thiazin-3-ones by reaction with sodium in liquid ammonia. 

We now report one of the applications of this ionic epeoies in the synthesis of heterooycles. 

Treatment of a suspension of the sodium salt in dimetho~ethane with arylhydroxbnic 

acid chlorides (II) or arylnttrile oxides @I) led to the formation of substituted 6-acetamido-6,6- 

dihydro-1.4.2-oxalhiazines (V), in yields of about 70 %. The first step in this reaction sequence 

is the formation of the corresponding thtohydroxlmtc acid derivative IV. Its presence is revealed lo 

the PMR spectrum showing the vigdic hydrogen @MI) at & = 5.20 ppm with an allylic coupling 

constant of 1.2 I&. 
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The second step, the ring closure of IV, gtvtng the ozathiazinea V, is governed by the eusceptibiltty 

of the double bond towarde nucleophflic attack. The ortentation of thfs Intramolecular addition la 

directed by both the electron-donating ability of the acetamido group and the electron-withdrawing 

ability of sulphur2. The scope of this reaction is limited by the fact that only arylbydroximtc acid 

chlorides and arylnttrtle otidee can be emplayed. When all@ derivattves are used the thtolate I acts 

as a base and generates the highly unstable all&ritrile ozidee which polymerize rather than add onto 

the protomted thiolate I. 

The structure of the ozathiazinee V ie based on correct elemental analysis and IR, PM 

and ma88 spectroscopic data. In the PM spectra the C-5 hydrogens (R=Ii) appear as an AB quartet 

at 6 = 4.15 ppm and 6 = 3.15 ppm with a coupling constant of 12.8 Hz. The high-field proton shows 

in addition to the geminal coupling a long-range coupling (4 J = 1.2 Hz) with the hydrogen on the 

acetamido group. This coupling can be operative only when the two hydrogena involved are arranged 

in a so-called extended zigzag or ‘W” conformation. Therefore, we conclude that the acetamtdo 

group in the 1,4,2-owthiazinee occuptes an axial positlox?. 
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