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nbstract  : 'a- (2-Mathyl-4-quinazolinyl thio o r  2.6-dirnethyl-4- 

pyrimidinylthio o r  44x0-2-quinazolinylthio) acetophenones on 

treatment with hydrochloric o r  perchloric acid provide 2.5- 

di-1-1.4-dithiins. 

Activating ard leaving group proper t ies  of  heterocycles i n  appropriate p r e o l r w r s  

have been used for  && generation and in t r amlecu la r  cycl isat ion of bifunctim- 

a l i sed  organic intermediates and these operations w s t i t v t e  a methodology of 

immense synthet ic  conseqence. Here 11-(2-methyl-4-qinazolinylthio o r  2.6-di- 

methyl -4-pyrimidinyl th io  o r  4-0x0-2-quinazolinyl thio) acetophenones with aqueous 

acids have furnished 2,5-diaryl-1.4dithiir.s evidently through the generation and 

internwlecular condensation o f  b i funct iondised  species, O-mercaptoacetophenones. 

o-(4-Winazolinylthlo) acetophenones 1 on heating with hydrochloric a perchloric  

acid furnish 240-aminophenyl) thiazoles 4.3 E u t  ru-(2-methyl-4-quinazolinylthio)- 

acetophenones Z(Rdi), formed from 2-n1ethylqinazclin-4(3~bthione and phenacyl 

bromide, on a s imi lar  reaction, gave two products. m e  product, rn.p. 110-112~~. 

M", We 268, andyned for  C16H12S2. mornitsn.m.r.  e i g l d s  at66.52 (s,~H,=&H), 

7 . 3 0 - 7 . 5 5 ( ~ ,  10H,Ar~) a d  the absence of  carbonyl absorption bald i n  the i.r.spectrurn, 

the compound was assicgled the s t r u c k r e  2.5-diaryl-1,Cdithiin ~ ( R = H ) . ~  m e  

semnd product was found to be 2-rnethylwinazolin-4 (3g)me.  Likewise 6- (2-methyl- 

4-quinazolinyl thio)  acetophenones 2(R=CHJ, O C 5 )  gave the mrresponding I(R-CH3,piJ) 

(Table). 

m u s  the lack o f  quinazolinyl G 2  hydrolyt ic  extrusion i n  O-(2-methyl-4-quinazoli- 

nylthio)  acetophenones 2, probably b e c a s e  o f  s t e r i c  hindrance a t  C 2  for  attack of 

water, r e s u l t s  i n  an d ternate hydrolytic nucl eophilic subst i tut ion o f  thioaceto- 

phenone s ide  c h d n s  to form mercaptoace&phenones which thmu* bimoleollar 

condensation provide 5. 



w -  (4-W-6-methyl-2-pyriddinyl thio)  acetophenones with aq. a d d  have been reported 

5 
to provide 5 (R=H,CH3) . It has been found t h a t  analogous quinazoline derivat ives,  

a- (Pow-2-quinazolinylthio) acetophenones on sirnil ar reaction provide 5 (R=H, a, CH 
3' 

WH3, Br) (Table) and quinazolin -2,4(1li, 33-dione. 

1 H  -CqHq- 
2 CH3 -C4H4- - 
3 CH3 H CH3 - 4 - 5 - 

w- (2-Pyridylmio) aceMphmone i n  conc. hydrochloric a d d  remains unchanged, indi-  

cating that  under ac id ic  ccnditions. quinazolinones are be t t e r  leaving groups than 

pyridones. In order  to inves t iga te  m e  general i ty of this h a r a c t e r  o f  diazinones, 

w-(2,6-3imethyl-4-pyrimidinyltilio) acetophenones 3(A=H,CH3, E H 3 , C l ,  ~ r )  have be= 

heated in conc. h y d r o a o r i c  o r  perchloric  acid and corresponding 5  able) along- 

with 2,6-dimetfiylpyrimidin -4(33-one are  formed. 

T-E : 2.5-Maryl-1,4-dithiins 5 - 
rnnpoundt(g Yield(%) m.p. (OC)  it 6 rn.p.(O~) 
- a b c  
R=H 55 55 50 . 110-12 116-17 

R=CH3 65 45 45 136-37 136-37 

R=CCHJ 60 K) 45 131-34 136-37 

R=Br 65 - 60 153-55 159-60 

RnQ 60 - 55 152-53 150-51 

* A l l  these mmpounds gave sa t i s fac tory  spec t rd /e lementd  a d y s i s  and a,b,c 
correspond to m e  y ie lds  ob tdned  from the reac t ions  of  w-(4-cw-2-quinazolinyl- 
thio)  aceL~phenones, 2 gld 3 respectively. - 
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