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In the ocourse of a study directed towards the synthesis of some derivatives of
B,C~disecoeatrone, diketones 1 and 2 were required as intermediates. Since 1 and 2 were
not described earlier, their synthesis was planned by decarbethoxylation of B -keto esters
5 and 6, which were conveniently prepared in excellent yields by Michael addition of
o¢ =carbethoxy-p-methoxyacetophenone (1) to the enones 4a and 4b respectively. Decarbethoxy:
lation of 5 and § was ocarried out in acidic conditions instead of alkaline media, since the
latter would promote retro-Michael cleavage.l Thus S was refluxed in 8% HC1 for 18 hr,
work up of the mixture followed by chromatography of the residue over silica gel (133
EtOAc-hexane) gave a colourless solid, mp 128-130° (68 %) which was not the expected
dikeione 1, but was characterised as the enol ] on the basis of following speciroscopic
evidences, C; H, .0, (232): M* 232, ), max (ethanol) 266 om (loge , 4.09).  The IR spectrum
(cnc13) of 7 showed broad band between 3000-3500 om™1 (enolic OH) and a sharp peak at
1705 o (ring =C=0); in the nmr spectrum (CDCla) of J, a broad peak was present at & 5,95
(1H, olefinic) and a downfield signal (exchangeable with D20) at §'11.1 (1H) indicating the
presence of an enolie OH group. Decarbethoxylation of 6 similarly gave 8 under identical
conditions, colourless solid, mp 112-114° (71 %), °15“18°3 (246): K* 246; uv A max (methanol)
257 m (loge, 4.13)3 1ry , (cHC1,) cn~}s 3000-3500 (brosd, enolic OH) and 1705 (ring C=0);
e (cnc13): & 6.03 (bs, 1H, olefinic), 11.5 (bs, 1H, enolic OH).
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Attempts to reverse the equilibrium from the enolate ion to the ketone 1 or 2 were
not suocessful, even when the enols ] or 8 were left for 10 days in dilute alkaline solution.
However, the ketone 2 could be prepared in 50 % yield by Friedel-Crafts acylation of anisole
using 3-oxoeyclohexyl acetyl chloride and AlCl3 at 0° in carbon disulfide, colourless solid,
mp 82-83°, 1r ¥ nax(CECL5) on"l: 1715 (ring -C=0) and 1675 (aromatic ~C=0)5 uv X ,.
(methanol): 273 om (log€., 4.27); nmr (cnc13)=5‘2.9 (a, 28, 2 H,); X' (mass) 246,  The
ketone 2 remained unchanged when left at room temperature either in dilute alkaline or acidic
media, however, when refluxed in 8 % HC1l, it was slowly tautomerised to the enol 8 in
nearly quantitative yields (superimposable ir and mmr specira).

The compound 1,2-dimesityl-l-propen-l-ol is the only example of thermodynamically
stable enol reported in the literatdze.z Thus, the »ather umusual stability of enols
7 and 8 is interestingly significant and must be due to some i.n'ae:rm.ction3 which prevents
its ketonization. Dreiding models of the enol 7 and 8 indicate that the nonbonding orbital
of enoclic oxygen is in close proximity, so as to interact with the carbonyl group as shown
in 13. This interaction is supported by the lower wavelength shift of ring carbonyl
frequencies to 1705 cn-l in 7 and _8_.4 That this interaction plays an important role
for the atability of enols J and 8, is further supported by the fact that the B -keto esters
9 and 10 having no ring carbonyl group give the ketones 1l and 12 zespeot:lvely5 (aromatic
-C=0 at 1675 cn-l) when refluxed in 8 % HC1l for 18 hr and no traces of respective enols
could be isolated, Similarly ketones 11 and 12 remain unchanged in refluxing HCl.

This, we understand, is one of the rare examples of formation of stable enols

due to neighbouring group participation.

13, n=tor2
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