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Recently Luckhurst and Sundholm' claimed to have synthesized the lnterest- 

lng nltroxlde 2,2,3,3-tetramethylazlrldlne-1-oxyl (4). Esr and chemical evl- 

dence was offered in support of their contention. Our continuing interest In 

nitroxlde chemistry and In particular nltroxlde k3 owing to Its relevance to 

the peneral problem of developing effective olefln spin labels has led us to re- 

examine Luckhurst's results. We wish to report that the colorless crystals, 

mp 58-6o", which were taken by Luckhurst and Sundholm to be nltroxlde $, are In 

fact acetone oxime (2). 
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The colorless crystals were prepared accordInK to the oubllshed2 procedure, 

i.e., unpurified4 2,3-(dlhydroxylamlno)-2,3-dlmethylbutane (,$I5 was allowed to 

stand at ~25~ In air for several days. The solid changed Into a waramagnetlc 

011 (A) from which the colorless crystals, mp 58-60°, separated on further 

standing. Indeed, the crystals were found to be paramagnetlc when esr spectra 

were determined on samples which had not enjoyed further wurlflcatlon. Rowever, 

recrystallization of the lnltlally obtained colorless crystals from pentane af- 

forded non-paramapnetic, readily subllmable colorless plates, mp 5g-60°. This 
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last substance showed no meltinn ooint deoresslon on admixture with authentic 

acetone oxime, mp 59-6C", 
6 
moreover, the infrared spec.tra of the two substances 

were 

ante 

Identical. 

Luckhurst reports that "the product was purified for the electron reson- 

experiments by elutlon from an alumina column with toluene and for the mass 

soectrometry measurements by chromatopraphy from a 10% polyethyleneplycol adl- 

pate/l% phosphoric acid column attached to the spectrometer." We find that the 

paramagnetlc 011 (A) is eluted from an alumina column with toluene. It is clear 

that Luckhurst's esr spectra were those of an as vet unidentified nltroxide (or 

nitroxides) present In the oil and not those arising from the colorless crystals. 

The mass spectral evidsnce cited also has no bearing since it was not demonstr- 

ated that the "major component" from the vpc trace was In fact oaramagnetlc and 

Identical with the colorless crystals obtained earlier. The same criticism ap- 

plies to the LAH reduction studies on the "dominant product." 
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