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Action of Trimethylene Bromide on
Acetenedicarboxylic Ester: A New and More
Convenient Method of Synthesis of Ethyl
Cyclo-hexane-2 : 6-Dicarboxylate.

PerwIN' obtained ethyl methyldehydro-
hexonedicarboxylate (I) by the action of
trimethylene bromide upon Na-derivative
of ethyl acetonedicarboxylate in alcoholic
medium ; the corresponding di-acid, m.p.
185°-92°, and the mono-acid mono-ester,
m.p. 115°. The reaction was tried in dry
benzene suspension by heating for nearly
100 hours at 140°-50° in sealed soda water
bottles with the expectation that ethyl cyclo-
hexanone-2 : 6-dicarboxylate, if formed under
these conditions, would furnish & convenient
starting material for the study of some
1: 3-bridge formation in the ecyclohexane
molecule. The reaction mixture was sepa-
rated into two portions—petrol soluble and
petrol insoluble. The former, about half
of the whole in quantity, gave a liquid,
b.p. 142°/2 mm. along with some unreacted
ester and ethyl acetoacetate. The ester,
b.p. 142°/2 mm. gave on hydrolysis a dibasic
acid, m.p. 172°, and a mono-acid mono-ester,
m.p. 83° agreeing in composition with
Perkin’s compounds, which are isomeric
with ethyl eyclohexanone-2 : 6-dicarboxylate
and 1its derivatives. Ifrom the petrol in-
soluble portion, the phenolic lactone, m.p.
183°% was isolated amongst other products
not identified.
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Having found the reaction of sodium or
sodium ethoxide, upon acetone dicarboxylic
ester is always attended with the formation
of phenolic bodies and according to Perkin
of compounds containing oxygen in the ring,
it was considered desirable to try a milder
metallic derivative. Trimethylene bromide
reacts with the magnesium derivative of
acetone dicarboxylic ester to yield the
expected ethyl eyclohexanone-2 : 6-dicarboxy-
late (II) b.p. 144°/3 mm.; phenyl hydra-
zone, m.p. 150°, mixed m.p. with a genuine
sample remaining undepressed. This new
method is more convenient to work with
and the yield compares favourably with
that obtained by the older method.
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This new observation as also the formation
of a suberone derivative® and of a cyclo-
pentanone derivative* from Na-derivative
of acetone ditarboxylic ester establish
definitely thatunder suitable conditions itcan
react in the ketonic form lending itself to
the formation of homocyelic compounds
and not only in the enolic form as observed
by Perkin.
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The Oxidation Products of Vasicine
with Hydrogen Peroxide.

MorrIS, HANFORD AND ADAMS! have found
that vasicine does not react with 3% H.0,
as stated by Ghose? et al but does so with
309, H,0, and on interaction at 60°-70° it
gives a conmpound m.p. 214° as stated hy
Ghose et al. To this compound, they have
assigned the strueture (I).
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But a second product m.p. 168° obtained
by Ghose ¢t al was not found and they are
of opinion that it was an equi-molecular
mixture of I and vasicine.
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The strength of hydrogen peroxide stated
by us to be 39, was a typographical error
for 309, TRepeated experiments have in-
variably yielded the substance m.p. 168°
and the constant analytical values obtained
after crystallisation justify the view that
it ecannot be a mixture. Under the micro-
scope the substance has a homogeneous
appearance. Its formula was given by Ghose
¢t al as OH,,NO; $H,O. It is probably
2(C, F,NO; 1 H,0), t.e., 0;,H,,N,04 and its
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structure represented by IT as it is almost
quantitatively oxidised by H,O, to I.

The acetyl derivative of vasicine was obtain-
ed as an oil by Spath, contrary to Ghose et al
who record a m.p. 164°. It was this discre-
pancy which at one time suggested the
possibility of vasicine being different from
peganine. It is gratifying to note that
Spath, Kuffner and Platzer® now find the
m.p. to be 163-164°.5 in confirmation of
Ghose et al. Its structure can be represented
as below :
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It is more probable that both the nitrogen atoms remain frivalent, thus :
CH. CHa
Vasicine —— | ' Cu, ——> I l CH,

AN /c:\ )
I

OoH

Iso-Vasicine
T. P. GHOSE.
S. KRISHNA.
K. S. NARANG.
J. N. Ravy.
University Chemical
Laboratories, Lahore,
September 6, 1935.

1 7. Am. Chem. So:., 1935, 57, 954,
2 Briish Chem. Abstracts, 1933, A 1, T7.
3 Rer., 1935, 68, 935.

Storage-Rot of Onions.
IN 1932 the attention of the senior writer
was attracted towards this serious disease,
which caused a waste of more than half to
his onion-store. Although exceedingly com-
mon, no mention about it is fonnd in Butler’s
Fungi and Disease in Plants (1918), The List
of Specimens in the Mycological Herbarium,
Pusa (1921), The Fungi of India, Calcutia
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(1931), The Fungi of Bombay (1935). The

causal agent, an Aspergillus sp. in spite of

Baroda White Onions: (a) healthy, (b) diseased,
(¢) spores of the malady through oil immersicn,



