Enantioselective Total Synthesis of (+)-Stephadiamine through
Bioinspired Aza-Benzilic Acid Type Rearrangement
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1) MOMCI, DIPEA

2) NaBH,
3) NBS

4) 1, Pd(PPhs), A-Sn(n-Bu)s
5) MsCl, NEt3 1

6) TMSCN, Znl,
7) A, LIHMDS

8) TBAF

9) NaBH,

10) 2, (COI-Pr),0, DIPEA, -60 °C
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(2S,3R)-HyperBTM

4) Name of the reaction

10) hint: kinetic resolution

(+) Stephadiamine
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(+) Stephadiamine

11) TIPSCI, imidazole
12) O3 then NaBH,4
13) MsCl, NEt; then NaN3

14) PPhs, H,0 then Boc,0

15) CBr,

16) PIDA, HFIP, MeOH, 0 °C

17) HCO,Na, Pd(PPhs),

18) KOt-Bu, THF/HMPA (9:1

19) rac-3, KHMDS
20) DMP, NaHCO;,
21) 3 HF-NEt;

22) H,, Pd/C

23) HCI

24) HCHO, NaBH3;CN

25) NH5
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14) Name of the reaction?

18) Name of the reaction?

25) Please write the mechanism



