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Possible transient spiroindolenine formation:
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Entry Substrate Conditions! Results

1 11a NCS, CH,Cl,, then pTLC 271a (8%, 9% brsm)

2 1a NCS, CH,Cl, degradation

3 11a NCS, silica gel, CH,CI, degradation

4 1a NCS, Al,O,, CH,Cl, degradation

5 11a NBS, CH,Cl, 17a (19%), 18a (35 %)
6 1a NIS, CH,Cl, No reaction

7 1a Synfluor, CH;CN 19a (67 %)

8 T4a NCS, CH,Cl, No reaction

9 14a NCS, silica gel, CH,Cl, degradation

10 14a NCS, Al,0,, CH,Cl, 15a (15%, 43% brsm)
11 14a NBS, Al,O,, CH,Cl, 15a (trace)

12 T4a NIS, Al,O,, CH,Cl, No reaction

13 T4a Synfluor, Al,O;, CH,Cl, No reaction

140 14a TCCA, ALO,, CH,Cl, 15a (35%, 51% brsm)




Biomimetic C3'-C4"
Oxidative Coupling

See S| for details

11a.R=H 22a.R=H
14a. R = TBS 16a. R = TBS
Entry Substrate Conditions™ Results!”!
16 14a FeCl,, BTMG, CH,Cl,, RT 16a (10%, 83 % brsm)
21 11a FeCl,, BTMG, CH,Cl,, RT No reaction
3 14a AgBF,, NIS, NaOH, CH,Cl,, 40°C 16a (77%)
4 11a AgBF,, NIS, NaOH, CH,Cl,, 40°C 17 a (64 %)
50 14a AgBF,, CH,Cl,, 40°C 16a (11%), 17a (51%)
6 14a AgBF,, NaOH, CH,Cl,, 40°C T16a (trace)
7 14a NIS, CH,Cl,, 40°C No reaction
3 14a NIS, NaOH, CH,Cl,, 40°C Partial deprotection
9 14a AgBF,, NIS, CH,Cl,, 40°C 16a (38%)
10 14a AgBF,, NIS, aq. HBF,, CH,Cl,, 40°C 16a (17%), 17a (14%)
11 14a AgOTf, NIS, NaOH, CH,Cl,, 40°C degradation
12 14a AgPF,, NIS, NaOH, CH,Cl,, 40°C 16a (65%)
13 14a AgSbF,, NIS, NaOH, CH,Cl,, RT 16a (78 %)
141 14a AgSbF, NIS, NaOH, CH,Cl,, RT 16a (98 %)
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