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1. Spectral Data
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Figure S1. 'H and *C NMR spectra of 2-(5-ox0-3,4-diphenyl-hexanoyl)pyridine 1-oxide - 1.
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Figure S2. 'H and C NMR spectra of 2-(1-hydroxy-3-oxo-4,5-diphenyl-cyclohexyl)pyridine 1-oxide - V.
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Figure S3. 'H and ®*C NMR spectra of 2-(3-oxo0-4,5-diphenyl-cyclohex-1-en-yl)pyridine 1-oxide - IIL.
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2. HPLC Data

2.1. Formal [3+3] annulation of 2-cinammoylpyridine N-oxide and BMK

(Chiralpak IA-3 column, hexane/i-PrOH 8:2, flow rate 1.0 mL/min)
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<Peak Table>
PDA Ch1 254nm
Peak# Ret. Time Area Area% Height Height%
1 46,610 6961087 50,577 53040 52,111
2 57,326 6802324 | 49,423 48742 | 47,889 |
Total 13763412 100.000 101782 100.000

Figure S4. HPLC chromatogram obtained with catalyst D/L-Phe-K (racemate).
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<Peak Table>
PDA Ch1 254nm
Peak# Ret. Time Area Area% Height | Height%
1] 46517 9968490 58,552 67874 57,381
2 49382 181973 1,089 2958 2,501
3 57.713 6874630 40.379 47454 40,118

Figure S5. HPLC chromatogram obtained with catalyst L-Phe-K (18% ee).
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<Peak Table>
PDA Ch1 254nm
Peak# Ret. Time Area Area% Height Height%
1 44,837 212313 3,358 1996 4,787
2 47,118 3211698 50,790 | 21106 | 50,629 |
3 57.998 2899414 45,852 18586 44.584
Figure S6. HPLC chromatogram obtained with catalyst L-Pro-K (5% ee).
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<Peak Table>
PDA Ch1 254nm
Peak# Ret. Time Area Area% Height Height%
1 44,366 453231 3,685 4301 5,142
2 47,112 3526378 | 28,672 22758 | 27,210
3 57.123 8319357 67.643 56581 67.648

Figure S7. HPLC chromatogram obtained with catalyst L-tert-Leu-K (40% ee).
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<Peak Table>
PDA Ch1 254nm
Peak# Ret. Time Area Area% Height Height%
1 46,388 7572949 48,645 53087 49,077
2 57,141 7994885 | 51,355 55084 50,923 |
Total 15567834 100.000 108170 100.000
Figure S8. HPLC chromatogram obtained with catalyst L-Phe-K (in 1,2-dichloroethane, 3% ee).
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<Peak Table>
PDA Ch1 254nm
Peak# Ret. Time Area Area% Height Height%
1 47,326 2482178 51,903 16634 51,153
2 58,164 23001886 48,097 | 15885 48,847 |
Total 4782364 100.000 32519 100.000

Figure §9. HPLC chromatogram obtained with catalyst L-Phe-Na (3% ee).
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<Peak Table>
PDA Ch1 254nm
Peak# Ret. Time Area Area% Height Height%
1 43,067 | 159938085 79,465 1141387 79,132
2 48,498 1255524 0,624 21251 1,473
3 55.369| 40074876 19.911 279740 19.394
Figure 510. HPLC chromatogram obtained with catalyst TM-2 (60% ee).
3. Computational Data
Table S1. Values of relative free energies between main compounds.
Compound III Compound IV
Number of
1 2 3 4
Structure
Free energy
() -1092.7530 -1092.7530 -1092.7520 -1092.7520 -1092.7497
h
Relative free energy
. 0,69 0,68 2,12

(kcal/mol)

Structures of

compound I1T
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Figure S11. 3D structures of optimized geometries of diastereomers of compound III.



