THE COLOURING MATTER OF THE YELLOW FLOWERS OF
THEVETIA NERIFOLIA (APOCYANACEAE).
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(Read at Symposium, September 26-27, 1938.)

The yellow flowers of T'hevetia Nerifolia, commonly known as the yellow
oleander in English, Pili Kaner in Hindi and Pili Karan in Gujarati, have not
been examined for their colouring matter. The systematic examination which
we have undertaken has not reached the stage of completion, but as the
resumption of the work in the near future has been delayed, we have thought it
advisable to publish the results obtained by us so far.

The alcoholic extract of the dried flowers gave two colouring matters which
were present as glucosides, but as it was not possible to isolate the glucosides
themselves, we obtained the colouring matters by hydrolysing them with 10
per cent sulphuric acid. The first colouring matter, obtained in very small
amounts, did not melt up to 360;, and was an amorphous brown powder, soluble
in alkali and alkaline carbonates with a red colour. Itssolution in concentrated
sulphuric acid gave dark greenish fluorescence, and did not give positive colour
tests for the flavone group. As it was not obtained in a sufficient amount,
its further investigation was not proceeded with.

The second colouring matter crystallised from alcohol in small, yellow
needles melting at 260° and its alcoholic solution gave immediately a pink
colour with magnesium and hydrochloric acid. Its yellow, alkaline solution
was decolourised by air, hence it was a flavanol derivative with a free hydroxyl
group in 3 position. It dissolved in concentrated sulphuric acid giving a pale-
yellow solution with an intense green fluorescence. Its alcoholic solution
gave a greenish-black coloration with ferric chloride. It gave a tetra-acetyl
derivative, contained one methoxyl group and, on demethylation, gave quer-
cetin. Therefore, it was a mono-methyl ether of quercetin, but did not corres-
poud with either rhamnetin (I) or isorhamnetin (II) in properties. Therefore,
it is assumed that it may be the 4’-methyl ether (III) of quercetin, and we
intend to synthesise it by condensing w-benzyloxyphloraceto phenone with
isovanillic anhydride by the Allan-Robinson method
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The dried flowers (500 g.) were thrice extracted with rectified spirit by
refluxing on water-bath for 8 to 10 hours. After the removal of alcohol under
reduced pressure, the dried residue was refluxed with petrol (b.p. 40-60°)
which removed a considerable amount of a yellow, neutral material which has
not yet been examined, As the petrol-insoluble residue did not show any
tendency to crystallise from the usual organic solvents, its aqueous solution
was alternately treated with lead acetate and basic lead acetate. Both the
precipitates were separately suspended in water and decomposed with hydro-
gen sulphide. As the lead-acetate precipitate contained mostly the tannins
and the phlobaphenes, it was not further examined. After the removal of lead
sulphide, the aqueous filtrate from the basic lead-acetate precipitate was
concentrated under vacuum, and boiled for 15 minutes after the addition of 10
per cent sulphuric acid (25 c.c.). The copious, yellowish brown precipitate
was collected, dried and purified. (Yield 2 gms.) The aqueous filtrate
reduced Fehling’s solution at once showing the presence of a reducing sugar.

The crude colouring matter (m.p. 180-210°) was treated with rectified
spirit which dissolved most of the substance leaving a small residue which did
not melt up to 360°. Its properties have already been described in the intro-
ductory portion. The alcohol-soluble portion after several recrystallisations
from the same solvent crystallised in small, yellow needles melting at 260°.
(Found C, 64:6; H, 4'1; OMe, 94. C15Hg04OCH; requires C, 64'9; H, 4'0;
OCH3;, 9-8 per cent.)

The Tetra-acetyl derivative was obtained by heating the substance (0-2 g.)
with acetic anhydride (5 c.c.) and anhydrous sodium acetate (1 g.) for three
hours on the sand-bath and crystallised from alcohol in pale-yellow needles
melting at 165°. (Found C, 59-2; H, 4:3. Co,H,y0y; requires C, 59'5; H, 4'1
per cent.)

Demethylation to Quercetin. A mixture of the substance (0-5 g.), glacial
acetic acid (10 c.c.) and hydriodic acid (5 c.c. d = 1-84) was heated for three
hours on sand-bath, and poured into a large quantity of water. The flocculent
precipitate that came out slowly was gathered and crystallised from alcohol.
It was identified as quercetin by comparing it with an authentic specimen,

kindly supplied by Dr. S. B. Dutt of Allahabad to whom our thanks are due.



