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Synthesis of a-secondary allylic amines via a modified Bruylants reaction

Claude Agami, Frangois Couty* and Gwilherm Evano

Laboratoire de Synthése Asymétrique associé au CNRS, Université Pierre et Marie Curie,
4 place Jussieu, 75005 Paris, France.

General comments

'H and 'C NMR spectra (CDCl; solution) were respectively recorded on a Bruker
ARX 250 spectrometer at 250 and 62.9 MHz. Chemical shifts are reported in ppm from
TMS as the internal standard.

All reactions were carried out under an atmosphere of argon in glassware that had been
flame-dried under an inert atmosphere. THF was distilled form sodium/benzophenone
ketyl.

Columns chromatographies were performed on silica gel, 230-400 mesh by using
various mixtures of diethyl ether and petroleum ether.

Typical procedure for the modified Bruylants reaction

To a solution of the required o-amino nitrile (1 mmol) in THF (10 mL) was added
silver tetrafluoroborate (311 mg, 1.6 mmol). The mixture was stirred at r.t. for 10 minutes
and cooled at —78°C. Grignard reagent (4 mmol) was then added dropwise and the
solution was allowed to reach 0°C. Completion of the reaction was ascertained by TLC
and required ca. 1 h. The mixture was then hydrolyzed by dropwise addition of a saturated
aqueous solution of NH4Cl (10 mL) and extracted with ether. The combined organic
layers were dried over MgSO4 and the solvents were evaporated under reduced pressure.
Crude products were further purified by flash chromatography and were obtained as oils.
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