©
2013 2015

ortho-

Stereocontrolled Sznthesis of nitrogen-containing polycyclic scaffolds using
axially chiral ortho-azaxylylene intermediate
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In this study, we explored two issues for the synthesis of nitrogen-containing
polycyclic natural products: 1) stereoselective synthesis of 3,3-disubstituted oxindoles having a
C3-quaternary stereogenic center via a chiral ortho—azaxxlylene intermediate, and 2) catalytic asymmetric
synthesis of N-aryl isatin. Our result allows us to synthesize a wide variety of oxindoles having

substituents which can be seen in polycyclic alkaloids.
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@ Diastereomeric ratio was determined by 'H NMR analysis. ?
Allyltrimethylsilane was used as a nucleophile. ° Allyltributyltin was
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entry  ligand yield (%)° config ee (%)°

1 (S,S)-DIOP

2 (S,S)-Me-DuPHOS -

3 (R,R)-CHIRAPHOS 35 R 4

4 (S)-MeO-BIPHEP 62 S 73

5 (S)-BINAP 48 S 63

6 (R)-Hg-BINAP 54 R 67

7 (S)-CyBINAP 70 S 4

8 (S)-DIFLUORPHOS 63 S 76

9 (S)-DM-SEGPHOS 72 S 81
10 (R)-DTBM-SEGPHOS 50 R 46

20.060 mmol of 15a was used. P Isolated yield. ¢ Determined by
chiral HPLC analysis.
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