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Abstract - Reactions of w- (6-methyl-4-pyrimid~nylth10)aceto- 
phenones (1) with aq. HC1/HC104 or POC13 followed by hydrolysis 
prov~de l-(4-aryl-2-thiazalyl~-2-propanones (3). 

Heterocyclic cations form pseudobases with water or hydroxide ion. In case the 

carbon attached to hydroxyl group is bonded to two heteroatoms, it undergoes easy 

extrusion2 and the isolation of the resldual skeleton of the precursor provldes an 

entry into various categories of organic compounds. Thus thiazolo[3,2-clquinazolin- 

4-ium catlons formed as transient species by acid catalysed cyclodehydration of 

o - (4-quinazolinylthiol acetophenones provide 2- (0-am~no~henyl) thiazoles. Here we 

report that w-(6-methyl-4-pyr~mldinylthio)acetaphenones 1 or Z can be converted to 

otherwise so far unknown l-(4-aryl-2-thiazolyl)-2-propanones 3. 

w-(6-Methyl-4-pyrimid~ny1thio~acetophenos ~(R=H,C1,Br,CH3,0CH3), obtained by the 

reactions of pyrimidine-4(3jl)-thione with phenacyl halldes, on refluxing in hot 

methanol and HC1/HC104 (1 : 1) for 35-40 h gave the corresponding 2.5-draryl-1.4- 

dithiinsl and 1- (4-aryl-2-thiazolyl) -2-propanones 3(R=H,C1,Br,CH3,0CH3) (Table). 

Likewise, w-(6-methyl-4-pyr~mldinylth~0~~y~10he~anone 2 gave only 9 in 40-50 % yield. 

The formation of 1-(4-aryl-2-thiazoly1)-2-propanones 3 can be visualised through 

the cyclodehydrat~on of w-(6-methy1-4-pyrimidlnylthio)acetophenon 1 to the translent 

structure, thiazolo[3,2-clpyrimidinium cation 4 followed by hydrolytic C-2 extrusion 
to enamlne 5, which could hydrolyse to glve 3. 

we argued that the use of aqueous medlum in these reactions might be responsible 

for the relatively low yields of 3 as the nucleophilic substitution at C-4 

generating mercaptoacetophenones and thereby forming 2,s-diaryl-1.4-dithlins 

competes with the initial cyclodehydration. Hence cyclodehydration under non- 

hydrolytic conditions and subsequent hydrolysis of the cation mlght provide the 

product in better yields. Thus w-(6-methyl-4-pyrimidinylthiolacetophenones 

1(R=C1,H,Br,CH3,0CH3) and 2 were refluxed in POC13 for 10-12 h. After the removal - 

of the solvent and treatment with saturated aq. solution of NaHC03 followed by work- 



up the corresponding 3 and 5 were isolated in 45-50 % yields and dithlns were 

formed in negligible amounts. 
Table 

compounda Y~eld (%I mp 
b c ("C) 

M'. (rn/e) 

3 (R = C11 - 40 1151d 50 ( 1 0 ) ~  103-106 251 

3 (R = Brl - 40 (201 50 (101 112-115 295 

3 IR = CH31 - 35 115) 45 ( 5) 011 231 

3 (R = 0CH31 - 35 (20) 45 I 5) oil 247 

3 IR = H) - 40 (15) 50 ( 51 oil 217 

6 - 40 - 50 - 123-127 195 

1 a) All compounds qave satisfactory i.r. and n.m.r. data. The 2H slgnal in the H 

n.m.r. spectrum got completely exchanged with D20 (ovemiqhtl indicating the highly 

acidic active rnethylene character. bl Uslng ~cl/HclO~. cl Using POC13. dl Yields 

of the corresponding 2,5-diaryl-1,4-dith11ns formed. 
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