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The synthesis of a-diazo oarbonyl compounds Yia the base oatalysed
elinination of p-toluenesulfinate ion from a-dicarbonyl mono-p-toluene-
sulfonylhydrazones is usually agoomplished with dilute sodium hydroxide
in & two phase system (1).
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We have found that aqueous sodium hydroxide can be advantageously
Teplaced by a suspension of basic alumina (2) in dichloromethsne or ethyl
scetate., This method possesses some degree of generality and is
complementary to the syntheses of a-diazo carbonyl derivatives developed
recently by Regitz (3,4), and Yates and Hendrickson (5). It constitutes

a general approach to acyclic (I, RFH) and oyclic a-dimzo ketones.
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In addition, a-diaso esters of type II (BFH) and a-diaso. lactams of
type IIT (R=H, alkyl, aryl, etc., 3=0, and %<0 or 1) are conveniently
prepared in this manner,
X2
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When the requisite a-dicarbonyl compound is reedily available this
method is a useful alternstive route to the corresponding c-diaso
carbonyl derivative,

Simple aldehyde and ketone p-tolusnesulfonylhydrasones do not decom-
pose to diasoalkanes under these oonditions. BRscently, however, Shechter,
%, 81, (6) have cutlined a method whereby this deoomposition can be
effected at a relatively lov temperature ip vaouo.

When this work vas nearing completion Van Leusen and Strating (7)
reported that certain a-sulfonyl dissoalksnes (IV, R = alkyl or aryl)
are efficaciously prepared by passing a solution of the oorresponding
nitrosourethane over neutral alumima.
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This, to our knowledge, is the only reported instance of the use of
aluming in the aynthesis of diasc ocompounds.
Some of the p-toluenesulfonylhydrasones and the diasc compounds
derived therefrom are listed in the Table. The following is a typiocal

procedure.
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A solution of camphoquinone mono-p-toluenssulfonylhydrasone
(334 ng., 1.00 m. Moles) in 50 ml. of dichloromethane was stirred with
10 g. of basic alumina for 2 hours. At the end of this time the yellow
solvent layer was decanted and the residue was washed with two 25 ml.
portions of dichloromethane. The solutions were oombined, filtered to
remove suspended alumina, and concentrated in vacuo at room temperature.
A yellow, crystalline solid (177 mg., 99.3%) m.p. 73-76* (gas evolution)
remained.

The author gratefully acknowledges the receipt of a generous gift
of camphoquinone from Professor C. Richer, University of Montreal.
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All oompounds investigeted had IR spectra in accord with their
structure. The ylelds and melting points of the diazo compounds
refer to those of the crude produots.

M.p. 135-136°. PFounds N, 11.16%,

A, dichloromethane; B, ethyl acetate.

IR analysis.

Pounds C, 73.48; E, 5.97%.

We find m.p. 150-151.5° for this oompound. Found: N, 8.44%.

Lis. (1) m.p. 120-113°,

Not charsoterised.

M.p. 116.5-118,5°. Yound: N, 10.07%.

Mizture of two isomers. One isomer, a.p. 119.5-120.5°, was
ssparated from the mixture. JFound: C, 59.08; B, 5.03%.

Prepared in low yield by thermolysis of the diaso compound in
ayclohexsne. Nound: C, 68,11 E, 5.56; N, 8.3%%.

The a-keto amide, m.p. 104.5-105.5°, vas prepared from ethyl
bensoylformate and piperidine. Founds C, 72.19; E, 6.84%. The
p-toluenesulfonylhydrasons hed m.p. 189-192°. Found: N, 10.79%.
M.p. 192-195°. Lit.(1) m.p. 190-200°,

The diaso compound was liberated from the alumina by saturation of
the solvent with carbon dioxide. The crude product was crystallised
onoe from bensene.

The trioxo compound had m.p. 186.5-188.5°. Lit.(10) m.p. 186-188°.
The p-toluenesulfonylhydrssone had m.p. 167.5-168.5°. Founds

N, 11.50%.
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(o) Tounds C, 59.49; H, 3.44; N, 20,85%. It vas further charsoterised
by hydroiodic acid reduotion (11) to N-methylhomophthalimide, m.p.
121-122°. Lit.(12) m.p. 123°.
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