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Mass Spectra of Ethyl e-Cyano-g-Substituted Phenyl Crotonates (1)

Fragmentations of Ethyl a-Cyano-8-2-(or 4-) Substituted
Phenyl Crotonates
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The mass spectra of ethyl a-cyano-g-4-nitrophenyl crotonate and ethyl a-cyano-g~4-nitrophenyl!
isocrotonate were measured to examine the differences between mass fragmentations of cis and
trans isomers. Both the spectra were almost the same.

To identify phenyl-containing fragments, the mass spectra were examined by the use of bromo-
or chloro-derivatives that show characteristic isotope peaks. Occurrence of the fragmentations was
assured as much as possible by m* peaks.

The spectra of ethyl a-cyano-g-4-substituted phenyl crotonates that have an electron inducing
group as a substituent show same pattern regardless of the kind of substituent. Namely, the frag-
mentation occurs on ethyl a-cyano-acrylate residue and liberates C.H,, OH, CO, and CN (or
HCN) in this order.

In the case of ethyl a-cyano-2-substituted phenyl crotonates that have an electron-inducing group
as a substituent, 2-position substituent is eliminated, at first, from the benzene ring. Then take
place in the same way as ethyl a-cyano-g-4-substituted phenyl crotonates,

This result is attributable to the large steric hindrance between a 2-position substituent and the
ethyl a-cyano-acrylate residue.
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Fig. 1 a) Mass spectrum of (la)
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Fig. 1 b) Mass spectrum of (Ib)
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Scheme. 1 Fragmentation pattern of (la)
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Scheme. 2 Fragmentation pattern of (II)
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Fig. 4 Mass spectrum of (IlIb)
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