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Heterocyclics possessing acyl or acyloxy methylidene group at carbon 

next to -NH constitute widely used synthetic intermediates 1,2 which have been 

prepared by using wittig reaction3 on corresponding lactams as well as through 

Bischler Napieralski ring closure reaction. 
4 

Here is reported an alternate 

synthesis of such derivatives of quinazoline (1, R=CC2H5,alkyl,aryl) 
5 

through 

a sequence of reactions involving the desulphurisation of 4-(1-acyl-and acyloxy) 

alkylthio guinazolines (2) obtained from appropriate <-haloketones and acetates 

and guinazolinyl 4-thiolate formed from quinazolin-4(3H)-thione (1) which in 

turn was obtained from the lactam, guinazolin-4(3H)-one (2). We had noticed the 

desulphurisation of 1-(<-oxocyclohexyl)thio isoguinoline and 4-(o(-oxocyclohexyl) 

thio guinazoline on refluxing their solutions in N,N-di~ethylformamide.~ It 

was argued that such a carbon carbon bond formation could take place through 

S extrusion of the episulptide intermediate (21,' the formation of which would 

be facilitated by the generation of carbanion (5). Hence we added excess of 

sodium ethoxide to the solutions of (2) in DMF and found that reactions proceeded 

smoothly at ambient temperature. After the completion of the reactions (tic), 

the following products8 were isolated and were purified by crystallisation. 

Product (R) Time (Hrs.) Yield (%I m.p. (OC) M'+m/e 

I(cH3) 12 62 109(n-hexane) 186 

uC6H5) 0.25 60 149(ethanol) 248 

&(C6H4Br) 1.5 75 23O(benzene) - 

A(CC2H5) 12 75 103(pet ether) 172 

In the nmr spectra, the most downfield C2-H signal of (2) shifts upfield 

in case of (1) and the -CH2- signal in (2) shifts downfield to a -CH- signal. 

In 1, the i.r. absorption frequencies for CO are lowered and the U.V. absorp- 

tions experience bathochromic shifts as compared with those in (2). These 

observations have been attributed to the absence of ring current in dihydropyri- 

midine moiety and the conjugation of the exocyclic double bond In (1) with CO. 
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Eschenmosher reported analogous desulphurfsatlons of<-(2-pyrolldlnylthlo) 

ketones to 2-(l-acylalkylldene) pyrrolldlnes with trlphenylphosphlne.g For a 

comparison of the use of (I) trlphenylphosphlne and (11) dlmethylformamlde/ 

sodium ethoxlde, we desulphurlsed (I,R=C6H5) and oC-(2-pyrrolldlnylthlo) propanone 

under both the conditions. In case of (Ii), these reactions proceeded at room 

temperature and were completed In lesser time and the products were Isolated by 

mere crystalllsatlon. In case of (I), In contrast to the earlier reports, 9 

alongwith trlphenyl phosphlne sulphlde, a substantial amount of trlphenyl phosphlns 

oxide was formed and the products were Invariably Isolated by chromatography. 

Hence the use of dlmethyl formamlde/sodlum ethoxlde for such desulphurlsatlons 

Is practically advantageous over the use of trlphenylphosphlne. 

References and Notes 

1. 

2. 

3. 

4. 

5. 

6. 

7. 

&I. Myers and J.C. Sircar, Tetrahedron, 1967, 785. 

E.C. Taylor and A. Hzklllop, The chemistry of cyclic enamlnonitrlles and 
o-amlnonltrlles, Interscience, 1970. 

w. Flltsch and H. Peters, letrahedron Istters, 1969, 1161. 

W. Scbotka, G.C. Iwnoz, J.C. Slrcar and A.I. I*ryers, J. Org. Chem., 1965, 
JO, 3667. 

In our hands, the Wlttlg reactlon with quinazolln-4(3H)-one dld not succeed. 

H. Slngh, K.S. &mar and K.B. Lal, chemy. Ind., 1975, 649. 

(g) Is a potential thlocarbonyl y$ld - a category 
form eplsulphldes. R.W. Wllogg, M. mUboom and 
1975, 4&L 2573. 

of lntermedlatas known to 
J.K. Kaiser, J. Org. Chem., 

8. Satisfactory elemental analyses and nmr data were obtained. 

9. n. Roth, P. Dubs, E. Gotschl and A. Eschenmosher, 
1971, a. 710. 

Helv. chlm. Acta, 


