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Latifolin (Id) is an important memter of the neoflava-
noid group of compounds, As recently descritedl its
synthesis involves an ionic coupling of trimethoxy benzene
(CG) and o-methoxy cinnamyl cation (Cg), the latter being
generated from o-methoxy cinnamyl chloride by a Lewis acid.
As a preliminary to this, 1t was important to know the
statility of the latifolin skeleton towards different lLewis
acids under mild conditions. For this purpose, latifolin
dimethyl efher (Ia) was kept with excess of anhydrous alumi-
njum chloride, anhydrous zinc chloride and borontrifluoride
in dry ether solution at room temperature and the product
examined from time to time. It was observad that while other
lewis acids did not have any appreciatle effect, boron tri-
fluoride cansed a complets change of the molecule; the change
was slow and complete conversion took abtout four days. The
new product, isolated by column chromatography, was identi-
fied as the isomeric tenzyl styrene (Ila), m.p.56—57°,

Mo 250 mu (4.23), 260 mu (4.16) and 295 m (4.08) (Founds
Cy 78.1; H, 7.3%, C1gH,,04 requires C, 72.6; H, 7.0%);
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nixed m.p. with smthentic sample’ was undepressed.

CH30 OCH4 CH40 OCHg,
SO0
RO RO X
R’ R
T Ir
a, R=CHg; R:QCH3. ¢, R=CHg; R =H.

by R=CoHg R= OCoHg - d,R=H ; R'=OH.
Since isomerisation of this type is novel, some details
about the structural requirements and scope were investi-
gated with the help of suitable models and the results are
reported in this communication,

It was observed that BFy is a specific catalyst in
this isomerisation and conversion does not take place with
AlClg, 2nCl, and also with dry HC1l in ether solution. Attempt
to accelerate the change by carrying out the reaction at
higher temperature has not teen fruitful, as it promotes
other side reactions and isolation of a pure product becomes
difficult. Dihydrolatifolin dimethyl ether is statle to BF,
showing that the allyl doutle bond is involved in the isome-
risation. The reaction takes place with latifolin diethyl
ether? (Ib) also and it undergoes similar change giving the
benzyl gtyrene (IIb) as a semi-selid (T.L.C. pure);

AStOH 252 mu and 295 mit.
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It appeared that the ease of this isemerisation was
associated with the number and pesitien of methexyl greups
of ring A. Activatien frem ene methexyl is net eneugh as

3( a-uthéxy phenyl) -3-phenyl proponos

was stable to BFg. As
a suitable and easily available medel cempound, 3(2,4,5-tri-
methexy phenyl)-3-phenyl prepene (Ic) was chesen. It was
prepared frem 4.methexydalbergenene m.p. 115-116° (III) 4n
twe stagess (1) reductive acetylatiemn te 3(2:15-diacetexy-
4-methoxy phenyl)-3-phenyl propene (IV), m.p. 71.5-72.5%;
AStO" 278 mu (3.4) (Pounds C, 70.3; H, 6.0. calculated for
CoolipgOss C» 70.63 H, 6.9%); (2) methylation of the quinol
acetate (IV) by methyl sulphate in agueous alcoholic sodium
hydroxide ylelding (Ic) m.p. 56-56°, 22E%H 299 my (3.7)

(Founds C, 76.6; H, 7.5; C,gH,,0, requiress C, 76.0; H,7.0%).

CH30 o) CH30 OAc
_— J|— IC
0 AcO
I N

Isomerisation of (Ic) with BF; was very slow and was
almost complete in 10 days. The tenzyl styrene (Ilc),
i1solated by chromatography on silver nitrate-gilica gel
column. crystallised from methanol, m.p. 63-54°, ﬁ:gﬂ
273 my (4.2), 248 mu (4.3) and 285 my (3.9); (Found: C,76.4;

H, 7.3. celculated for CygHyo0g: C, 76,0; H, 7.08). This
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experiment proves the importance of nucleophilic actiom of
ring A. As already mentioned latifolin dimethyl ether and
diethyl ether undergo the isomerisation with greater facility
this comld be attributed to the additional methoxyl eor
ethoxyl in the 2'-position; the primary factor may be the
degree of nucleophilic activity of ring A. The following

mechanism is suggested for this isomerisation.

OCHq CH40 OCH,4
< | —BF3—>
CHy0

OCHj4 ocH,

REFERBNCRS
l. D. Komari, 8.K., Mukerjee and T.R. Seshadri, Tetrahedron,

22, 3491 (1966).

2. D. Kumari, S.K., Mukerjee and T.R. Seshadri, Tetrahedron,
2_,1, 14956 (1965).

3. Charles D, Hord and Louls Schmerling, J. Am, Chem, §oc,,
§9, 107 (1937).



