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CHALCONE OXIMES. PART vI *

NOVEL REARRANGEMENT GF 2,3-DIHYDRO—BENZO-T-PYRONE OXIMES
INTO  AP-ISOXAZOLINE DERIVATIVES

Zbigniew Witczak

oximes (1a -~ f) have been transformed into corresponding
isomeric  AZ-isoxazolines {2a - f) by treatment with tri-

fluoroacetic acid.

Recently we hsve described the transformation of {E) 2,3-dinydro-2-(Rr-
phenyl)-4H-benzopyran-4-one oximes into isomeric (€ ) 1-(2-hydroxyphenyl)-3-
{R-phenyl)-2-propen-1-one oximes :,

On the basis of 4 NMR deta, the (E) configuration was assigned for the star-
ting compounds. The same configuration was also established for the reaction
products on the basis of the results of Beckmann rearrangement leading in this
case to the 2-styrylbenzoxazcles.

At present we wish to report the novel rearrangement of (E )2,3-dihydro-2-
(R-phenyl)-4-H—benzopyran-4-one oximes into isomeric £3-isoxazoline derivatives.
Thus, when (E ) oximes (1a - f) 1 were treated with boiling trifluoroacetic
acid (for 90 min.), the corresponding AL-isoxazoline derivatives (2a - f)
were obtained. The melting points, yields and the spectral data of the resul-
ting A&-isoxazolines as well as their acetyl derivatives are listed in
Table 1. We assume that the reaction sequence should involve two steps as
depicted in Scheme 1.

The use of well-known isomerizing agent i.e. trifluoroacetic acid 2 causes

a hydrolytic ring-opening and recyclizetion of intermediate oxime to the

Af—isoxazoline derivative,
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Scheme 1

The formation of oxime is supported by known lability of the 2,3-dihydro-benzo-
T—pyrones especially towards bases 1'3-5.

The hydrolytic ring-opening of 2,3-dihydro-2-phenyl-4H-benzgpyran-4-one oxime
leading to 3-{2-hydroxyphenyl)-5-phenyl- £$-isoxazoline was reported in 1961 by
venturellas and Bellino “. In a succesive paper 5 however the authors revised

the structure of the product and claimed it to be 1—(2-hydroxyphenyl)-3-phenyl-
2-propen-1-one oxime. In the light of this revision, the present work describes
the first rearrangement of oximes of 2.3-dihydro-benzo—'F—pyrones into
[f-isoxazoline derivatives.

The observation of the formation of £$-isoxazoline derivatives prompted
us to investigate the TFA cetalysed reerrangement of isomeric 1-(2-hydroxy=
phenyl)-S—(R~phenyl)-z-propen-i-one oximes 1. The results will be published
separately.

After completion of this work & very similar rearrangement of oximes
of dihydropyronic derivatives into Ce-isoxazoline was recently reported

by Payard et.al. 6.
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