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Cyanomaclurin (IVa) the chief constituent of Indian
Jack tree has been knownl for a long time. Robinson very
early recognised it as a leucoanthocyanidin derivative, but
gave it a seml—keulz structure, Its structure has been
revised recently>1%4:5 on the basis of N.M.R. data and the
revised structure has teen supported by the synthesis and
study of closely related structurue. We wish to report
here a synthesis of (*) O-trimethyl cyanomaclurin (IVb) as
a final confirmation of the structure. »

The synthesis follows essentially the route described
sarlier by us for some model compeurds having the same
skoletons. The benzyloxy flavanone (I) gave on oxidation
with alkaline hydrogen peroxide a mixture which contained
(T.L.C.) three products besides some recovered flavanone
and the corresponding chalkone produced by flavanone ring
opening. Chromatography on silica gel separated thege new
products. (1) The 3-hydroxy flavanone (II), obtained as
coloirless needles from methanol, m.p. 143-4°, AH::g 284 mu,
gave a pinkish colour with magnesium and hydrochloric acid

and ‘deep pink colour with zinc and hydrochloric acid.
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The second colour reaction agreoa7

with its structure as II,
(2) The corresponding flavanol, colourless needles from
ethylacetate, m.p. 163-4%, A% 247 337 my (shifting to
260, 396 mu with Alcla) also gave a pink Mg-HCl reaction
and green ferric reaction. (3) The corresponding aurone
obtained as yellow needles from ethanol melted at 165-6°,
AMeOH 254 402 m4 (unaffected by addition of AlClz). It
did not give any colour with magnesium and hydrochloric
acid nor with alcoholic ferrie chloride,

Catalytic debenzylation of (II) furnished the hydroxy
dihydroflavonol (III), colourless cubes from methanol,
m.p. 186-7° (after drying at 100%); 1t gave dsep pink colour
with zinc and hydrochloric acid. Further reduction of (III)
with excess sodium borohydride in aqueous alcoholic. solution
buffered with roric acid and cyclisation of the intermediate
flavan-334-4diol directly under acidic conditions gave
(1) cysnomaclurin trimethyl ether (IVb) as colourless cubes
from ethyl acetate-light petrolsum, m.p.168-9° (Found:
C, 65.63 H, 5.4; CgH;g0g requires C, 65.5; H, 5.5%). It
agreed fully with the methyl ether of the natural sample
in ultraviolet and infrarsd (CCly) and also gave the same
Ry on T.L.C. The acetate of the synthetic sample came out
as colourless needles from ethyl acetate light petroleunm,
m.p. 178-9° and this also had the same Ry on T.L.C. as that
of the acetate of the natural gample and their ultraviolet

spectra were identical.
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The melting points of the methyl ethers of the natural
sample need some comment., The melting point reported by
the earlier workers is 75-86° (acetate m.p. 185-6°). This
sample sesms to te a mixture of the optically active and
the racemic substance as Chakravarty and suhadri3 sepa~
rated it into two fractions, one optically active (m.p.75°)
and another racemic (m.p. 145°). It 1s possible that the
reported racemic substance (m.p. 145°) 1s still optically
impure and when pnrified further its melting point may te
expected to agree with that of the synthastic sample., But
this sample of the methyl ether 1s not availatle and
attempts are teing made to isolate a fresh sample., Racemic

cyanomaclurin (m.p. 158-9° with 1 mole water) has teen
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separated from the natural sample by Freudenberg and
weingess but no methyl ether of this sample has been

reported.

Our thanks are due to Prof. Sir Robert Robinson for
suggesting this work and for his continued interest in

its progress.
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