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Figure S1. One-pot amidation/cyclization sequence and production of unproductive side products SI-1.
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Table 1: Partial Reduction Reaction of 9

COsEt CHO COsEt
N H reductant N H N H
= CO-Et == COzEt + = CHO
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] | il
entry reductant temperature (°C) rr (L:A1)
1 A 0 52:48
2 A —20to 0 55:45
3 A —78t00 58:42
4 B 0 -4
5 B —20to 0 -4
6 B —78t0 0 -4
7° A ~78t00 52:48

asignificant epimerization and decomposition precluded rr determination; ®100 mg scale

Me
A @ )< Me B: Dy

Me O Me Me O

| |
/I\E) Al /J\9 Al

Me | Me |

2, 3%
Me Me Me Me

LDBBA LDBAA



CO,Et CHO
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9 | I
entry additive equiv. of LDBBA conversion (%) results (rr L:11)
1 - 1.1 >99 40% (58:42)
2 Mg(OTf), 11 0 NR
3 Zn(OTf), 11 0 NR
4 Gd(OTf)3 11 0 NR
5 Sc(OTf)3 11 0 NR
6 La(OTf)3 11 0 NR
7 Yb(OTf)4 1.1 trace -
8 Sm(OTf), 11 0 NR
9 Yb(OTf)4 2.1 trace -
10 Yb(OTf)4 4.1 trace -
11 Yb(OTf)4 5.1 >99 60% (58:42)
12 Mg(OTf), 5.1 >09 overreduction
13 Zn(OTf)s 5.1 =099 overreduction
14 Sc(OTf), 5.1 >99 50:50
15 Sm(OTf)4 51 =99 55:45
16 EtAICI 1.1 trace -
17 EtAICI, 1.1 trace -
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Failed route for the synthesis of (+)-corynoxine (3) from (-)-corynantheidine (2)
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A) Original plan: oxidative rearrangement reduction of 9
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Table 3: Oxidative Rearrangement Reaction of 9

CO,Et o CO,Et
N H Siditive HN—4__N H
= CO,Et - + CO,Et
NHH  H aagnlzvfgtn H H
9 17: desired 18: undesired
entry solvent oxidant additive isc:latgg r;l;igeﬁ 7:18)
1 THF/H,0 NBS - 46% (31:69)7
2 THF/H,0/AcOH NBS - trace®
3 THF/H,O/TFA NBS - 0%¢
4 ACNMH,0 NBS - 66% (35:65)°
5 THF/H,O NBS urea 53% (36:64)°
6 THF/H,O NBS thiourea ob
7 THF/H,O NIS - o¢
j\ 8 THF/H.O NIS phenyl phosphoric acid 0¢
Clj\ /’]‘\\’Di 9 ACNMH,0 Oxone KBr 42% (49:51)°
N THF/H,O/ACOH Oxone KB 0b
TCCA 11 THF/H,O TCCA - 63% (40:60)¢

2500 mg scale; ®100 mg; °50 mg scale; 930 mg scale
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