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PHENYL)-5-METHYLHEXA-2,4-DIENE. STRUCTURE OF A NOVEL PRODU:T. 
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We have described' the novel acid-catelysed (CH2C12-H2S04) CyCliSatiOn 

of the intermediate (Ia) to the B-norsteroid derivative (IIa). We now report 

the unusual reaction of the intermediate (lb), under similar conditions. 

Griguard reaction of 4_methoxyphenyl- A4-isovalerophenone with vinyl- 

magnesium bromide followed by condensation with 2-methylcyclopentane-1,3- 

dione afforded the seco-dione (IIb) 2,3 (M+ 312), NMR(CC14)r 8 0.96, 1.06 

(3H,CH3), 1.33-1.9 [QI,HC=C-(Cg3)2], 3.73 (3H,ar-OCH3), 5.2-5.8 (2H,HC=CO 

and 6.5-7.2 (hH,ar-H). The seco-dione (Ib) on treatnmnt with conc.H2S04 in 

CH2C12 at 0' followed by intensive purification of the crude product gave 

three compounds, A, B and C. Compound A4 (5s) (M+ 200). m.p. 136', 

IR(nujol)t lQ5 and 1585 cm-', Wr h-.274 nm (E ll,OOO), NMR(CDC13)s 

6 1.4 [d,J=1.5 Hs,3&HC=C-CIi3] , 2.0-2.14 (m,2H), 2.44 (.3,2H), 3.82 (3H, 

ar-0CH3), 5.94, 6.1 (2H,HC=C:) and 6.8,7.38 (2d,J=9 He,4H,ar-H), was 

assigned the structure (III). Compound B (10s) was the expected penta- 

enone (IIb) (la+ 296), m.p. 142', Nb!R(CC14)l 1.1 (3H,CH3), 1.32,1.38 (6H, 

gelp dimethyl), 3.84 (3H,ar-0CH3), 5.82 (lH,HC=C<) and 6.66-7.14 (3H,ar-A). 

Compound C was an amorphous solid5 softening at 85' (M+ 512), IR(nujo1): 

3570 and 1748 cm", UV; h _.267 nm (E 10,560), NMR(CC14)% 6 1.08 (3H,CH3), 

1.2-1.4 (4s,12H,4CH3), 1.7-3.0 (m, vr14-15H), 3.78-3.80 (QI,ar-OCH3), 5.86, 

6.2 (2H,HC=C:) and 6.64-7.4 (m6-7H,ar-H). The W absorption maximum and 

the chemical shifts of the olefinic protons are comparable to those of (III). 

The l3 C { 1 ' H spectrum of compound C suggested the presence of 34 C atoms. 

The aforementioned spectral data could be explained on the basis of two 

alternate structures, (IV) and (V), with a molecular formula6 c34H4004= 
The off-resonance decoupled 13C NMR spectrum exhibited 9 singlets and 8 

doublets in the region hC 7 loo-220 which ruled out structure (IV) for the 

hydroxy ketone C. 

The probable mechanism of formation of (III) and (V) could be as shown 

in the Chart. Similar acid-catalysed elimination of the enol (VI) is doou- 

mented in literature8. 

Further work on the acid-catalysed reaction of related seco-diones is 

in progress. 
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