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Cis-Trans Isomerization Reaction
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Cis Trans
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Cleavage of Keto-Sulfides
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Alternative mechanism (Electron transfer)
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Proposed electron transfer mechanism
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To determine which of these possible pathways was actually operative, the
photolysis was carried out in CH;OD. Under these conditions the product
ester contained one deuterium atom in the C-6 position:
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B-Cleavage of Cyclopropyl ketones
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INTRAMOLECULAR HYDROGEN ABSTRACTION BY
KETONES (TYPE 1I CLEAVAGE)
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Stereoelectronic effects
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The photolysis of methylisopulegon in cyclohexane by Cookson et at.

resulted in the interesting methylene cyclobutanol shown below in a
70% yield:
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Padwa and Eisenberg used this reaction to obtain the following highly
strained tricyclo compound:
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— Substituent Effects

The Effect of Ring Substituents on Type II
Cleavage
0
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Ring substituent Doax k.,sec™t x 10-7
p-CH3;0 0.26 0.06
p-CHj, 1.0 1.6
p-Cl 0.8 3.0
H 1.0 14.0
0-CF5 1.0 13.0
p-CF3; 1.0 29.0

¢ In alcohol solution.
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Effects of y-Carbon Substitutents on Type Il

Cleavage®®?
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