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Total Synthesis of Crotophorbolone, Langduin A, and Prostratin
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Scheme 1. Unified synthetic plan toward rhamnofolane, tigliane, and daphnane diterpenes
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Scheme 2. Modified synthesis of C-ring 8 and transformation to common intermediate 6
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Scheme 3. Unified total synthesis of rhamnofolane and tigliane diterpenes
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Scheme 4. Attempted functionalizations of common intermediate 5 toward daphnane diterpenes

phorbol (4)

1. TMSOTf
2. 0s04, NMO

B —

84% (2 steps)

T™S OTIPS
common intermediate 6

(C13,14-diepimer)



3-2. Cl4 itk Fe X EOMEBREA : LI EOFREEZIT, COfLE Fux v Eofdm 27|
B LT=H -2 BRI 2 E L, Cl4 b R U O ASRIR 728 A 21T - 7= (Scheme 5), &
PR 15 O C4 L2 TMS (RE L7=D b BEMEA X ) — VR T AT VT & X —)1 25 28
Too ELTZCOME REFUEOU AT LU LM (DMS ) Ik D0Ri#, A% ) — VOB
BT, CI3fLE=/L=—7 )L 26 Z(LEIERAVCER LTz, H\T, Cfirk Fu Xk Kol
AT o Te, IRMELTENALIEIZ & D CO N DEHIINEE 2 f5sD 7273 . SEARBIIZ/N SV DMS 2 v 5
Z & TR R COREEREZ FTRBIZ LTz, 30472 27 12 m-CPBA /IS ¥ 5 &, B =
NV —TIVOBAEN aBLM O C9 ik K 5L L [E Umo b AT L, Cl4 (7
FTEON 26T 5 28BN 29 BNEOLNT, a-BE Faxs 7 F 281X 5 OAKICEITS
HERPFREIRL 2D 5 5,

Scheme 5. C14-a-hydroxylation using C9-alcohol
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