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Since the beginning of the aghties, there has been a
flourish of papers describing applications of
aminoxyl radicds. Particularly, the crrespondng
oxoamonium are well established catalysts for the
oxidation do various acohds!. We recently
reported a novel eledrocaalytic system for the
oxidation d cabohydrates to the crrespondng
uronic adds using NafionTEMPO modified
graphite felt anodes?.

We dso pubished an attempt to oxdize
enantioseledively a rac-1-phenylethand where the
chiral base was found to be oxidized prior to the
alcohd™. In this conredion we have investigated
the oxidation d adivated C-H by oxoamonium used
in stoichiometric amount and also in caalytic
amourt where the oxocamonium is immobili zed at
the anode and eledrochemicaly regenerated'.

TERTIARY AMINES

In fad (-)-Spartein is readily oxidized at the
modified anodes into the crrespondng iminium
(scheme 1). The oxidation wave is stuated in the
potential range where the oxoamonium is generated
fromitsradicd parent (Fig. 1).

1. 0.2M NaClO,/CH:CN
2. 0.43 V(Ag/AgNO; 0.2M)
/—\ .clog

% eN=0 % N—OH
H*+2:¥_/

Scheme 1

In the presence of water the iminium is converted
into the arrespondng acohd which is further
oxidized into aphylline :
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Figure1l: Voltammograms of a Tempo-modified
eledrode (1x1x0.5cm’) recorded in 0.2M NaClO,
aceonitrile solution at 10mV s™. In the asence () and
in the presence of sparteine (—).

HYDROCARBONS

In the presence of an eledrochemically inert base,
tetralin is oxidized into a-tetralon. The primary
product isthe correspondng alcohd:
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FATTY OLEFINES

Functionrdlization o fatty olefins can be dso
caried ou using the same modified eledrodes. In
acdonitrile and in the presence of water, lindeic
methyl ester is oxidized in Cyo pasition:
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