E142: Total Syntheses of (x)-Actinophyllicacid and (+)-Polyanthellin A

1’) n-BuLi, THF, -78°C;
o) Alloc-ClI TIPSO
2’) NaHMDS, TIPSCI,
THF, -78°C (77% 2 steps) | —
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5) Ac20, -78°C to rt
85%

11) ag. HCI, MeOH, 65°C
then H,, Pd/C, 86%

12) IBX, DMSO, 50°C
13) N-hydroxysuccinimide, 50°C
14) ag. NaOH, 31%

(x)-Actinophyllic acid

Alloc,
6) A, TMSOT, 2,6-('Bu),Pyr, )

DCM, -78°C, then TBAF, 92% 0
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7) Boc,O, DMAP, PhMe
8) Pd,(dba)s, dppb, THF
NDMBA, 76%

9) CICH,CHO, NaBH(OAc);
DCE, 0°C HN.,
10) ‘BuONa, BuOH/THF

0°C to rt, 83% o
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1) Ti(O'Pr),, (-)-DET, TBHP,

4AMS, DCM, -20°C, 69%

2) Li,CuCly, AllyIMgCI, THF
Me -60 to -20 °C, 77%

HO A

1) MVK, B, C, neat
4°C, 90%

2’) Ph,PCH,CH=CH,,
BuLi, THF, -78 to 0°C
then Ti(O'Pr), -78°C, Mel
0°Ctort, 71%

CHO

7) F, HNTf,, DCM, -30°C,

Fragment 1 dr.11:1:0.6, 76%
+ Product:(epi-C7):(C2/C9 trans)
Fragment 2

8) H-G I, DCM, 80 °C, 70%
9) NaBr, ag. DMF, 120°C, 76%

Me,

HO A~~~

3)p-TsCl, Et;N, DMAP,
DCM
4) KCN, aq. EtOH

Me, ,OTMS
5) TMSCI, im, DMF, 76% OHC =
6) DIBAL-H, DCM, -78°C
t0 -45°C, 68% Fragment 1
3') LiTMP, THF, -78°C, o)
HMPA, MeOC(O)CN, 72% H
COzMe

4’) p-AcHNCgH,4SO,N3, Et3N, S
MeCN H

y O,
5) D, CgHe, reflux, 71% Fragment 2

10) BH3*THF, Et,0, NMO, 4A MS
DCM, TPAP, 49%, C3:C4 3:1

11) MePPh,Br, NaHMDS, PhMe,
80°C, THF, 1M HCI, 90%

12) I, NaHCOg3, 4A MS, MeCN

13) Hg(OAc),, acetone/H,0, 1:1

14) Bu3SnH, AIBN, CgHg, 60°C, 55%
15) Ac,0, DMAP, Et3N, DCM, 73%
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