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ABSTRACT

Oxidative cleavage of oximesto their parent ketones by sodium chlorite as
oxidant in acetonitrile at room temperature with high yieldsis described.
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INTRODUCTION

Carbonyl compoundsisaimportant classof com-
poundsin organic synthesiswhich can beusedto pre-
pared many other compounds. But it often compete
thereactionswith other functional groupsfor itshigh
reactivity, soweneed protect it whenreactionand re-
move protecting groupsafter thereaction finish.

An approach for the protection of carbonyl isthe
converting thecarbonyl into oximewhicharestablein
many conditiong®2 and would not interferethe reac-
tionsof theother functional groups. oximeareeasy to
prepare with high yield, so the study for removing
oximesisof high practicability. Oximesa so canbepre-
pared from non-carbonyl compounds34 so deoximation
isamethod to prepare carbondyl compounds.

There aremany methodsfor deoximation, for in-
stance hydrolysis, oxidation, reduction, € ectrochemi-
ca and so on. Thehydrolysisdeoximation® needlong
reaction timeand catd ysed by heavy meta compounds.
Reductive deoximation’®” isauseful method, butitis
easy to obtain amineto reduceyield.

Oxidativedeoximationispractica procedurewith
high yield but some method are not satisfactory, the
method using ozone® as oxidant need low tempera-
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ture(-78°C). The use of TI(¢6) or (CH,),N(CH,) .
CH,MnO,"¥ isexpensive and toxic.

In the study of prepare nitro compounds from
ketoxime, wefound sodium chlorite had good effect on
deximation. Sodium chloriteis cheap and easy to ob-
tain, so deep study iscarried out and satisfactory result
areobtained. (Theresultsareshownin TABLE 1).

RESULT AND DISCUSSION

Oxideativedeoximationtother parent carbonyl com-
pounds with sodium chlorite in acetonitrile was an
effectient and fast method with high yield. Thedosage
of oxidant had agreet infectiononyied. Whentheratio
of oximeand sodium chloritewas 1:1, theoximesdid
not react compl etely astherewere some sidereactions
and when the ratio was 1:1.2, the oxime react com-
pletely, so the best ratio of oximeand sodium chlorite
was1:1.2.

Thereaction rate was dow when the temperature
was|ow, withthetemperaturerun up, thereaction rate
was stepped up obvioudly, inview of thehighreactivity
of oxidant at high temperature, we choiceroom tem-
perature(20-25°C) asreaction temperature.

As shown in TABLE 1, the electron-donating
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TABLE 1: Oxidation of oximesby useNaClO,
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groupsshortenthereactiontimeof removeoxime. The
el ectron-withdrawing groups prol onged the reaction
time of removing oximesand reducetheyidd.

K etoximeobtain higher yield than aldehydroxime
for thea dehyde was easy to be oxidative.

For the strong oxidation of sodium chlorite, the
method was not fit to the compounds with fuctional
groupssusceptibleto oxidation.

—= Pyl Peper
EXPERIMENTAL

All the used oximeswere prepared according to
reference™ melting pointswere determined by SGW
X-4 apparatus.IR spectra recorded on FTIR-
8400S(SHIMADZU)

Generd procedureof theexperiment: amixture of
oximes(0.01moal), ethionine (10ml), sodium chlorite
(0.012moal) wereput into a25ml flask, with mechanica
stirrer. Thereaction was carried through at room tem-
perature and monitored by TCL. Thereaction mixture
wasfiltrated, distilled to remove solvent, purified by
vacuumdigtillation or recrystalizition and identified by
thecomparison of bp or mp and ir with thecorresponding
carbonyl compounds.
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