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mbstract : @-(2-Methyl-4-quinazolinylthioc or 2,6-dimethyl-4-
pyrimidinyl thio or 4-oxo-2-quinazolinylthio) acetophenones on
treatment with hydrochloric or perchloric acid provide 2,5-
alaryl«1, 4-dithiins,

Activating and leaving group properties of heterccycles in appropriate precursors
have been used for in situ generation and intramclecular cyclisation of bifunction-
alised organic intermediates and these operations constitute a methodology of
immense synthetic consecpence.z Here we{2-methyl-d4~-quinazelinyl thio or 2,6-3di-
methyl -4-pyrimidinyl thio or 4-oxo-2-quinazolinyl thio) acetophenones with aqueous
aclds have furnished 2,5-diaryl-1l,4-dithiins evidently through the generation and

intermclecul ar condensation of bifunctionalised species, w-mercaptoacetophencnes,

w={4=ninazolinyl thio) acetophenones 1 on heating wi th hydrochleric o perchloric

acld furnish 2-(o-aminophenyl) thiazoles 4. But a-(2-methyl ~4-quinazolinyl thio)-
acetophenones 2(R=H), formed from 2-methyl quinazolin —4(3Hkthicne and phenacyl
bromide, on a simllar reactlon, gave two products. The product, m.p. 110-112°¢,

M*", m/e 268, analysed for 016H1252' From its n.m.r., signals at $6.52 (s, 2H,=(':-H),
7.30-7.55(m, 10H, ArH) and the absence of carbonyl sbsorption bahd in the i.r.spectrum,
the compound was assigned the structure 2,5-dlaryli-1,4-dithiin S(R=H).? e

second product was found to be 2-methylquinazolin-4(3H)}-cne. Likewise - (2-methyl-
4-quinazol inyl thio) acetophenones _g(R=CH3, OCHB} gave the corresponding 5 (R=CH39c1-13)

{Table).

Thus the lack of quinazolinyl C-2 hydrolytic extrusion in o {2-methyl.4-quinazoli-
nyl thio) acetophenones 2, probably because of steric hindrance at C-2 for attack of
water, results in an alternate hydrolvtic nucleophilic substitution of thioaceto-
phenone side chains to form mercaptoacetophenones which throudh bimolecular

condensation provide 5.
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&= (4= Opto-6 ~methyl - 2-pyrimidinyl thio) acetophenones with ag. acld have been reported
to provide 5 (R=H, CH,) 3. It has been found that analogous quinazoline derivatives,
@=(4~ox0-2-quinazolinyl thio) acetophencnes on simil ar reaction provide 5 {R=H,Cl, CH3,
OCH,, Br) {Table) and guinazolin -2, 4(1H, 3H)-dione.

SCHo COCgH4RIp) 4 S (PIRH,Cg

P R g B \_] Esl
m 1 IH =CyHy4- N CGHA'R(P) S C6H4-R(p)
F? R _2.CH3 -C4H4- NH2

3CH3 H CH3 4 3
@~ (2-Pyridyl thio) acetéphenone in conc. hydrochloric acid remains unchanged, indi-
cating that under acidic conditleons, quinaZolinones are better leaving groups than
pyridones. In order to investigate the generallty of this character of diazinones,

w-{2,6-dimethyl -4-pyrimidinyl thio) acetophenones 3 (R=H, CH ocH,, A, Br) have been

3!
heated in conc. hydrochloric or perchloric acid and corresponding 5 (Table) aleng-
with 2,6-dimethylpyrimidin ~4({3H)-one are formed.

TARLE : 2,5-Diaryl-1,4-dithiins S

Compound * (5) Yield (%) m.p. (°0) £1t® m.p. (°0)
a b c

R=H 58 5% 50 . 110-12 116-17

R=CH3 65 45 45 13637 136-37

R=0CH3 60 SO 45 13134 136=37

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

R=Cl 60 - 55 152.563 150=-51

* BAll these compounds gave satisfactory spectral/elemental analysis and a,b,c
correspond to the yields obtained from the reactions of we- (4-0x0-2-quinazolinyi-
thio) acetophencnes, 2 and 3 respectivaly.
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