Supporting Information
General procedure for the preparation of 6a,b and 7a,b:

Lithium bis(trimethylsilyl)amide (2.2 eq of a 1.0 M solution in THF) was slowly
added at —78 °C to a 0.07 M solution of lactam 3 (4 mmol) in anhydrous THF, and the
resulting mixture was stirred for 1 h. Then, methyl or benzyl chloroformate (1.0 eq)
and, after 30 min of continuous stirring at —=78 °C, a 0.7 M solution of PhSeCl (1.4 eq)
in THF, were sequentially added. The resulting mixture was stirred for 50 min and
poured into 1 N HCI. The aqueous layer was extracted with AcOEt, and the combined
organic extracts were dried and concentrated. Flash chromatography (AcOEt:hexane
3:7) of the crude mixture afforded compounds 4a (86%) or 4b (89%) as mixtures of C-6
epimers.

A stream of ozone gas was bubbled through a cooled (-78 °C) 0.05 M solution of
selenides 4a or 4b in anhydrous CH,Cl, until it turned pale blue. The solution was
purged with O,, and the temperature was slowly raised to 25 °C. After 30 min of
stirring, the mixture was poured into brine, and the aqueous layer was extracted with
CH.CI,. The combined organic extracts were dried and concentrated under reduced
pressure (external temperature 25 °C) to give 8a or 8b as oils, which were used in the
next reaction without further purification.

A 1.5 M solution of the above crude unsaturated lactams 8a or 8b (1.0 eq) in
anhydrous THF was added dropwise at =78 °C to a 0.08 M solution of MeCu(CN)Li or
(CsHs)Cu(CN)Li (5 eq) in THF, and the resulting solution was stirred for 7 h (methyl
series) or 18 h (phenyl series). The mixture was allowed to reach 25 °C, poured into
saturated aqueous NH,CI, and extracted with AcOEt. The organic layer was whased
with saturated aqueous NaHCOs3;, and the combined organic extracts were dried and
concentrated. The residue was purified by flash chromatography (eluents:
AcOEt:hexane gradient from 1:4 to 3:7). 6a (38% from 4a); 7a (80% from 4a); 6b
(40% from 4b); 7b (75% from 4b).



















































































































































