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Brasilane-type sesquiterpenes have been known for a long time, but their biosynthetic
pathways and mechanisms remain elusive. Recently, Kuzuyama et al. performed labeling
experiment and proposed a biosynthetic pathway of trichobrasilenol. In this study, we intended
to reveal the biosynthetic mechanism using both experimental and computational approaches.
On the basis of DFT calculations, we propose a new pathway for brasialne-type structure
biosynthesis, involving a multistep carbocation cascade in which cyclopropylcarbinyl cations
in equilibrium with homoallyl cations play a pivotal role. The details of mechanistic
investigation including the other related terpene biosynthetic pathways will be discussed herein.
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