Asymmetric Total Synthesis of Hispidanin A
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n-BuLi, HCCOEY, BF 3*OEt,
TBSCI, imH, DMAP
Au(PPh3)CI, EtOH/THF
LDA, HCO,Et

LiOH, NMI, TsClI

FeCls, 1

HBr3, py, MeOH/CH2CI2
CICH,COOH
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1 4) Name of the reaction?
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9) Fe(acac)s, PhSiH; 9) How does the existing point chirality control the absolute
10) Py-HF configuration of the product? Draw the transition state.
11) PhOC(S)CI, py, DMAP 12) Name of the reaction?

9-19 12) AIBN, n-Bu3SnH, 110 °C 12) Structure of AIBN?
13) DIBAL (1.2 equiv) 16) Structure of DBU?
14) MsCl, NEts 18) Classify the reaction.

v 15) K,080,4+2H,0, NMO, NalO, [
16) DBU
[ ) 17) 2, LIHMDS, Cul

18) py, 110 °C
19) MelLi
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Hispidanin A




24) Name of the reaction?
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The transition state for formation of the first six-membered ring features a
chair conformation. The bulky OTBS group prefers an equatorial position
thus dictating the configuration of the newly formed stereocenters (substrate-
control).




