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Ester werden durch Umkristallisieren aus
n-Butanol, die fliissigen Ester durch frak-
tionierte Destillation gereinigt (Tabelle 1).
Analyse. Die von Huggins und Lapides !
beschriebene Methode wurde fiir die Be-
stimmung der Ester bis zur n-Valeriansidure
verwendet, bei Estern hoherer S#duren
musste jedoch die Methode abgedndert
werden. 0,33 Millimol des Esters werden
in 100 ml 0,1 N methylalkoholischer Nat-
ronlauge gelost und 6 Stunden unter Riick-
fluss gekocht. Von dem Hydrolysat wer-
den 1 ml auf 100 ml mit wéssriger 0,1 N
Natronlauge verdiinnt. An dieser Losung
werden die kolorimetrischen Bestimmun-
gen ausgefithrt. Als Standardlésungen
werden Lésungen von p-Nitrophenol ver-
wendet, welche 100 bis 700 Mikromol per
Liter enthalten. Die Messungen wurden
bei einer Wellenlange von 400 mu durch-
gefiihrt. Zur Verwendung gelangte ein
Beckmann B Spektrophotometer.

Herrn Laborator Dr. Gunnar Jungner danke
ich fiir die Férderung dieser Arbeit.
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New Synthesis of 3-Hydroxy-
2-piperidone
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atalytic hydrogenation of 2,3-pyridine-

diol has been shown to give the expec-
ted 3-hydroxy-2-piperidone ¢/-1,2, This
compound has previously been obtained by
cyclization of a-hydroxy-d-amino-n-valeric
acid, but no detailed directions were re-
ported 3.
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SHORT COMMUNICATIONS

Ezperimental. 2,3-Pyridinediol 4-¢ (0.56 g)
and anhydrous methanol (40 ml) were shaken
(6 h) with Raney nickel (0.2 g) under hydrogen
(140 atm) at 160—180°. The Raney nickel was
removed by filtration and the filtrate eva-
porated in a vacuum. The crystalline residue
was crystallized from methanol-ether. The
yield was 0.47 g (81 %) of 3-hydroxy-2-piperi-
done [white crystals, m. p. 133—135° (Hersh-
berg apparatus, corr.), previously found 3
134.3°]. (Found: C 52.3; H 7.8; N 12.2. Calc.
for C;H,NO, (115.1): C 52.2; H 7.9; N 12.2).

Sublimation (100—110°/0.05 mm) also gave
white crystals, m.p. 133—135°.

In a first experiment carried out at 95—
100° under 110 atmospheres of hydrogen for
one hour only starting material was isolated.
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01.1 the Mechanism of Alkylation
of B-Keto Esters

I. Methylation of pg-Hydroxycouma-
rilic Acid Ethyl Ester
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he mechanism of the alkylation of

metallic derivatives of tautomeric sub-
stances has been the subject of many in-
vastigations and theories 1. As late as 1953
Briandstrém %2 published a new theory and
in 1955 Kornblum etal.* proposed a
theory seen from a different aspect.

In an attempt to elucidate the mechan-
ism we have begun to study the alkylation
of B-ksto esters. The methylation of -
hydroxycoumarilic acid ethyl ester was
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