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Experimental

Materials. Tetrahydrofuran (THF) was dried by distillation from the sodium ketyl of
benzophenone, CH,Cl, was dried by distillation from CaH,. All other reagents were
commercia products that were used without further purification.

General Procedure for Photolysis in Solution. Compound 2 was dissolved in
deuterated benzene, deuterated acetone or cyclohexane (ca 3.2x10°M, 3 mg,0.009
mmol, in 3mL) and deoxygenated by bubbling Argon for 30 min. Photolysis occurred by
placing the mixtures at a distance (~ 10 cm) from a medium-pressure Hg Hanovia lamp.
Samples were taken at different time intervals and monitored by NMR until
disappearance of the starting material to yield exclusively the 2 +2 photocycloaddition
adduct 5.

General Procedurefor Photolysisin the Solid State. Finely powdered solid samples of

2 (~ 60 mg) were placed evenly on a Petri dish at a distance (~ 10 cm) from a medium-



pressure Hg Hanovia lamp. During the course of irradiation, small amounts of each

sample were removed at various times and analyzed by NMR and X-RPD.
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DSC tracefor 6
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Parameters used: Hold for 2.0 min at 25.0° C; Heat from 25.0° to
320.0° at 10.0°/min; Hold 1.0 min at 320.0°; Cool to 0.0° at
10.0°/min; Hold 1.0 min at 0°.

DSC experiments on 6 showing a melting and decomposition transitions. NM Rspectra of the
samples after heating showed a mixture of several unidentified products.
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DSC tracefor 7
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Temperature (°C)

Parameters used: Hold for 2.0 min at 25.0° C; Heat from 25.0° to
340.0° at 10.0°/min; Hold 1.0 min at 340.0°; Cool to 0.0° at
10.0°/min; Hold 1.0 min at 0°.

DSC experiments on 7 show melting and decomposition at 234° and 278° C. NMR spectra of the
samples after heating showed a mixture of several unidentified products.

Ortep diagram of 7.
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500 MHz *H NMR spectra following the 4+2 cycloaddition of 2 to 6. The figure
shows the NMRs of 2 (A) after purification, (B) after 2 days (14% conv.), (C) after
5 days (36% conv.), (D) after 19 days (59% conv.) and (E) after 62 days (94%
conv.).
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