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Since the electron-withdrawing groups (EWGs)
such as -NO,, >C=0, or -CN activating vinyl
group significantly causes a change in the
electron density distribution and responsible for
the formation of active reaction centers in the
electrophilic molecule, the reactivity capability
of halogen atoms in the conjugated dienes and
regioselectivity of the molecule towards to
nucleophiles can be affected if it is possible to
additionally introduce a selectively activating
EWG in the molecule.' The presence of second
nitro group should significantly affect the
reactivity of conjugated dienes due to its unique
electronic properties.>*

There is a need for certain activated and relatively
unhindered conjugated dienes for sequentially
substitutions, for acceptable results. A range of
functionality can be tolerated in the vinyl moiety,
including EWG. The major limitation for the
conjugated dienes is the absence of additional
bulk EWG around the vinyl moiety.’ Reactivity
limitations of both the third and the fourth
chlorine atoms have been overcome.
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Cyclic peptides are frequently encountered class
of natural products that often exhibit a wide
variety of essential biological functions and have
diverse pharmacological activities. An important
class of marine cyclopeptide is represented by
proline-rich compounds usually containing
seven or eight aminoacid residues. We have used
traceless chemical ligation at ser- and Thr-site
via 8-TS membered ring avoiding the limitations
of native chemical ligation. Here in, we report
the attempt towards the total synthesis of cyclic
proline-rich heptapeptides, rolloamide B, isolated
from the Dominician marine sponge Eurypon
laughlini, and phakellistatin 15, isolated from the
South China Sea sponge Phakellia fusca, using
our ‘traceless’ chemical methodology.
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