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Circular Dichroic Spectra of (1R,2R)-S1, (1R,2S)-S1 and (1R,2R)-4a

The absolute configuration of 4a and 4r is assigned by a CD spectra analysis. According
to the literature (J. Am. Chem. Soc. 2010, 132, 11884),! chiral homoallylic alcohols
(1R,2R)-S1 and (1R,2S)-S1 are synthesized with high ee. By comparing the CD
spectrum, the CD intensity of 4a closely resembles that of (1R,2R)-S1. Based on this
similarity in CD profiles, the absolute configuration of 4a is assigned as (1R,2R). The

absolute configuration of 4r is assigned by analogy.
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Asymmetric Synthesis of 4a and 4r
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390 nm LEDs, 12 h

To a No-purged 10 mL Schlenk tube were added 2a (2.1 M in hexane, 3 equiv, 0.60 mmol), 3a (8
mmol), aromatic aldehyde 1 (0.2 mmol), TBADT (0.006 mmol), CrCl, (0.020 mmol), L1 (0.024
mmol), PhCN (2.0 mL) and a stir bar. The mixture was stirred at 25 °C for 24 h under 10 W 390
nm LEDs. The diastereoselectivity were determined by *H NMR analysis of the crude reaction
mixture. The solvent was removed under vacuum and the residue was purified by flash
chromatography (SiOg, petroleum ether/ethyl acetate/ = 10/1) to provide the desired product 4.



HPLC data for compound 4a
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HPLC data for compound 4r
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Radical trapping experiment

TBADT (4 mol%) \
. _~  _TEMPO (200 mol%) 0 O\/\/\
O AN PhCN, 25 oC ¥ oo
6

390 nm LEDs, 1 h
3a 2a 5

HRMS(ESI,m/z) calculated for HRMS(ESI,m/z) calculated for
C15H29NO (M+H+): 240.2332 C19H35NO (M+H+): 294.2791
found:240.2330 found:294.2788



To a Nz-purged 10 mL Schlenk tube were added TBADT (26.4 mg, 4 mol%), 3a (0.85 mL, 40
equiv), 2a (0.1 mL (2.1 M in hexane), 0.2 mmol), TEMPO (62.4 mg, 2 equiv), PhCN (2.0 mL) and
a stir bar. The mixture was stirred at 25 °C for 1 h under 10 W 390 nm LEDs. Then the mixture was

analyzed by high-resolution mass spectrometry (HRMS).
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19F NMR (376 MHz, Chloroform-d) & -105.50. L 10000
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