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6) K,080,(0H)4 (25 mol%),
(DHQ),PHAL (60 mol%),
KsFe(CN)s, MeSO,NH,, K,CO3, NaHCO,

T™MS

IS A Me :
P K H 1 mol?
6 i (I;Hchl)DS)SSI(-lAZI?(); (mol"Z),A)), :Jnl;la(gz)RZf;t;szf Sharpless asymmetric dihydrogenation
i K3Fe(CN)g, MeSO,NH,, K,CO3, NaHCO3 s
! 2)1, CSA, DCM obtained
! 3) DIBAL-H, Et,0
Q ; 4) [PhsPCH,l]l, NaHMDS MeO  OMe 4) Name Reaction? Stork-modified Wittig Reaction
OH O ' 5) methylpropiolate, LDA,
HO,,, 3 O ' then ZnBr,, PdCl,dppf (10 mol%) 1

7) hint: ring formation;
syn addition favored

7) 2, [CpRu(MeCN)3]PFg (10 mol%)

OTBS

8) NBS, DMF 9) Structure of PPTS?
8-11 9) PPTS, MeOH Mechanism?
10) AgNOg3, THF/H,O 10) hint: desilylation Bryostatin 3

11) A, Pd(OAc), (5 mol%),
TDMPP (7.5 mol%), benzene, air free

11) hint: ring formation

N



12-16

17-22

Bryostatin 3

12) AuCI(IPr) (10 mol%),
AgSbFg (20 mol%), DCM, rt

13) ZrCl, (250 mol%), MeOH

14) TBSOTHf, 2,6-lutidine, DCM,
-78 °C, 15 min

15) Me3SnOH, DCE

16) 2,4,6-Cl;PhCOCI, EtzN, THF,
then slow addition into DMAP in
toluene

17) methylrhenium troxide, UHP,
1-methylimidazole, MeOH

18) CICH,CO,H, MeOH

19) 2,4-octadienoic anhydride, DMAP
20) Pdy(dba);CHCI3 (20 mol%),
Xantphos (60 mol%), CO, DIPEA,
DMF/MeOH

21) HF (aq.)/MeCN

22) TFA/H,O/DCM

X
9) PPTS: pyridinium p-toluenesulfonate \©\@ | _NH
SO;3

acid promoted ring-
opening transesterification

12) Classify the cyclization
with Baldwin's rules

14) hint: bis-silylated
product obtained

15) who developed this
chemistry?

16) Name Reaction?

ring-closing

6-endo-dig cyclization ketalization

K. C. Nicolaou

Yamaguchi macrolactonization

17) who developed this
chemistry?
18) hint: anti product favored

Yamazaki conditions



