Total Syntheses of Berkeleyone A and Terretonin L
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1) LDA, EtCN

2) NBS, Hzo, then K2CO3
3) szTIClz, Zn

4) TBSCI, imH
)

5) LTMP, 1
0
O%):
1

6) TMSCHN,

7) PhI(OAc),, KOH/MeOH
8) PhyPCH,

9) LTMP, TsCI

10) LDA, CICO,;Me

11) MeB(OH)z, K3PO4,
Pd(OAC),/SPhos

12) TsOH, MeOH

3) Mechanism? see below
5) pKp of TMP?
pKA(TMP) ~ 37 (DMSO)

7) Mechanism? see below
11) Name of the reaction?
Suzuki—Miyaura coupling

(x)-berkeleyone A




13 13) LiCl, A, then m-CPBA

(+)-berkeleyone A

B
14) PCC 15) Mechanism? see below
15) 2 (10 mol%), PhSiH3, TsCl 17) Structure of MMPP? ,
16) LiCl, A 18) Explain how the final product is formed.
14 -18 17) MMPP Retro-Claisen/intramolecular esterification cascade
18) NaOMe (10 mol%)
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Final HAT happens
—H" | preferentially from the less
hindered methyl group
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