Total Synthesis of (+)-spiramilactone B
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Reaction mechanism of 3:

Phl(OAc),, MeOH
Mesitylene, reflux, 3h
Sml,, THF/MeOH
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7) NaHMDS, Tf,NPh, THF, —78°C
8) Pd(PPhj3),, EtzN, CO, MeOH/DMF
9) LDA, DMPU, Z Reaction type of 8:
10) K2003, MeOH, rt Heck-type
11) n-BuLi, CICO,Me Carboalcoxylation
12) [CpRu(CH3CN);]PFg, DMF Explain mechanism:
then TsOH
/\/\I
T™MS Name of reaction 14:
z Prilezhaev reaction
:13) LiBHEt; Explain mechanism of 12:

114) m-CPBA, NaHCO3
115) MOMCI, DIPEA, DCM
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116) Ti(Oi-Pr),Cly, DCM, 0°C < _‘ <@

517) DMP, NaHCO3 Ru n oX. H-Ru (v)
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What is the role of DMPU? Comparison with HMPA?

Avoids nucleophilic attack of LDA DMPU is not carcinogenic, but larger

8) Sml,, THF/MeOH amounts are usually needed

9) NaBH,, CeCl3*7H,0, THF/MeOH : Name of reaction 19: Luche Reduction
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20) DIC, HOBt

21) O3, DCM, —78°C

22) PbCly, Zn, TiCly, CH,Br
23) DIBAL-H

Name of reaction 22: Takai olefination
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124) PPTS, MeOH

1 25) BH3*Me,S, then H,0,, 3N NaOH
24-28 126) DMP, NaHCO,

127) t-BuOK, Mel

:28) NaC'Oz, NaH2P04,
' 2-methyl-2-butene, t-BuOH/H,0

Name of reaction 28: Pinnick oxidation

Mechanism of reaction 29:

R/O\/O\
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Name of reaction 33: Mislow-Evans rearrangement
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130) DMP, NaHCO4 \_ )
131) LIHMDS, CH,N(CHs),l,—78°C [MeOZnBr,] [ROZnBr,|” <
29-33 !
; then Mel, then DBU ot ot
1 32) NaBH4, MeOH/DCM RTX '/PrSH PrSH\ Z7
133) PhSCI, Et3N, 0°C, then
+ P(OMe)3, MeOH, 50°C Prs Prs
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