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Synthesis of optically active parapyrazinophane and N-oxide catalyst ('Sch. Adv. Sci. Eng.,
Waseda University) OYuji Sato,' Yusuke Miyashita,' Nobuhiro Kanomata'

We have previously reported an efficient synthetic approach to [10]parapyrazinophane,
planar-chiral pyrazine bearing one or two ansa-bridges, via sequential Negishi/Glaser coupling
strategy. In this work, we accomplished the synthesis of the optically active
[10]parapyrazinophane-N-oxide 3, 7 and [10]parapyrazinophane-N, N -dioxide 4, 8 by further
functionalization using m-CPBA oxidation and then chiral HPLC resolution. These chiral
pyrazine N-oxides have not shown catalytic activity, but these pyrazine N, N -dioxide catalyzed
asymmetric allylation reaction of benzaldehyde (10) with allyltrichlorosilane (11) to give
homoallylic alcohol (R)-12 with moderate enantioselectivity (66% ee).
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