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Diazomethane is known to resact with enolizable g -oxo-sstesrs and @ —diket-
ones with the formation of mainly O-methylsted products, Thess sncl ethers in
principle can react with a second mols of diazomsthans to afford pyrazoline deri-
vatives (cf.a,@ ~unsaturated ketonaal). No such reaction has, howsver, besn re-
ported in the literaturs to our knowladge. We now find that in case of $ ~oxo-
aldehyde (hydroxymethylsne katons), the reaction daes indesd go further and the
methyl sther formed initially, adds up diazomathane to furnish a Al-pyr-zulin-
(2ege,1I), which readily eliminates nitrogen to form a new enol ether in which
the B -proton has besn replaced by a methyl group.

Z-Hydmxymethylano—l—tetrnlonez was found to be a suitable model for study
since it afforded a crystasllines enol ether (I),-m.p.62°,7§"x.264w. (logg 3.94)
and 295mu. (logl 4.06), on treatment with dimethyl sulphats and potassium carbo~

nate, The structure was confirmed by its NMR spectrum: . pair of doublets (1H)
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round about l.GZT(Ce-H), a singlet (1H) at 2,15 T (=CHOMe), an irrsgular multi-

plet (3H) centred at 2,307 {arom. protons), a sharp singlet {(3H) at 5.981(00113),
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and a broad peak (4H) at 7,057 (methylenes), The enol ether (I) was kept in an
ethereal solution of diazomethans {2-3 moles) at room temperature for several
hours, ether removed under rsduced pressure, and the product, a viscous liquid,
¥ 1602 cm:l(strong, =N=N-), was found to contain B0% of the pyrazoline (II), on
the basis of its nitrogen content. The latter decompossd slowly at room tempera-
ture but readily on warming, and on slow distillation afforded a crystalline
snol ether (I!I}, m.p.TSO,Xmax.Zﬁlmp. (1og€ 3.86) and 316mp, (logf 4,07), in good
yield, The comparison of its NMR spectrum s multiplets at 1,637 (1H) and at 2,357
(3H) (arom. protons), singlet (3H) at 6.10‘((0013), a broad peak (4H) et 7.107
(methylenss), and a sharp singlet (3H) at 7.357(-CH3), with that of the enol
sther (I) showsd the absence of ths methine proton of ths side chain at 2,157,
and the appearance of a thras-proton singlet at 7.357, This is consistent with the
structure (II!) which results from the Al-pyrlzoline (11) on nitrogen elimination.
The atructure was further confirmed by its hydrolysis to 2-acetyl-1—tatrllone:: mePo
and mixed m.p..55-56° , an authentic specimen of which was preparsd according to
Hanslay4; Copper derivative, m.p.207° and IR spectra of the diketones wers also
compared and tound identical. The same enol ether was obtained when the hydroxy-
methylens katone was treated with an excess of diazomethans,
2-Hydroxymathylenecyclohexanons and its enol ethar behaved similarly. The
pyrazoline dsrivutive,‘\)lﬁld cm'.'l, was found to bes even more unstable releasing
nitrogen at appreciable rates at room temperature. The resultant methylatsd snol
ether was identifiesd through hydrolysis to 2-acetylcyclochexanons and the conver-
sion of the latter intc copper darivativsa, m.p.160°.

The reaction thus seems to be a general ons and vesembles similsr reaction
of diazomethane with o, -unsaturated katonaas,x-pymness, and some othexr comp-
ounds carrying activating groups attachec to a double bundz’.a It affords a con—
venient route to Of-acetylketones from the easily accessible p-oxo-nldahydsag,

and may be particularly useful ror the preparation of the enol sthers of the
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type (III) which are difficult to obtain othexwise in purs state. 2-Acetyl-l-
tetralons, for example, on methylation yislded a liquid, possibly a mixture of
isomeric enol ethers as shown by thin layer chromatography.
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