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Recent publications (1,2) referring to the O-alkyiation of
ethyl acetoacetate prompt us to report our own findings en this subject.
We have successfully C-methylated acetylacetone and ethyl acetoacetate
using methyl iodide in acetone in the presence of anhydrous potassinm
carbonate obtaining yields of the order of 708. However attempts
to replace methyl iodide with dimethyl suilphate have resulted in mmuch
lower ylelds of the C-methyl compound with the O-methyl isomer being
the major products Such a change in alkylation pattern is in accord
with the findings of Brieger and Pelletier (2) who have reported that
the type of alkylation achieved is profoundly influenced by the
partiocular leaving group involved.

An acetone solution containing equimolar amounts of ethyl
acetoacetate and dimethyl sulphate was heated under reflux in the
presence of anhydrous potassium carbonate for 24 hr., Inorgsnis sclids
were filtered off and the filtrate and acetone washings were concentrated
in yacuo and ether added, The C-methyl product (30%) was removed
from the ethereal solution by extraction with f{ce-cold aqueous sodium
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hydroxide solution, Removal of the ether then gave ethyl 3-methoxy-
crotonate (36%) b.p. 67.5 - 70.5°/8.5 mm, nﬁo 1.4550 in good agreemesnt
with 1iterature values (3). T (cm13) + 8,73 (3H, triplet, ggscnzo.),
7.71 (3, CH,-C = C-), 6,38 (38, OCH,), 5.88 (2, quartet, CHGH,0-), 5,00

(1H, -GE = C-),

In similar fashion 4-methoxypent=3-en2-ons, b.p. 54.5 - 56.5°/8 mm,
n12)3 1.4680 (4) was obtained in 31% yield by the methylation of acetylacetone.
T (G061,) + 7.84, 7.72 (64, GH6 = C-COGH,), 6.35 (3, OCH,), 451

'
(1H, <CE = C.). Thie is accompanied by 26% of the C_methyl product.

411 yields refer to isolated products,
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