A1. Asymmetric Construction of the Core of Cg, C;-Epoxy Daphnane Diterpenoid Orthoesters (Org. Lett. ASAP)

Me:.. (0} N,H,4*H,0 Me:.. (0] Me:.. N—NH,
Qj/' EtzN oy HaN—NH, - I2, Et3N
\ - \ - > \

O. O OSEM O_. O OSEM O_ O OSEM Barton

-H,0 ><
>< Vinyl lodide
Me” Me Me" Me Me" Me Synthesis

H H ® @
Me: N—N—[H—\|—D| Me: N—N—DI Me NﬂNJH/—\ N=N
EtzN
N " N 5 N
O. O OSEM . O. O OSEM O. O OSEM O O OSEM
>< *NEt; ><
Me" Me Me® Me
EtsN :W
H /\ .
| @’N Me:.. | iPrMgCI- LiCl, Me:.. | iPr=—MgCl LiCl
Me. N= - A, NdCl;-2LiClI - (Turbo Grignard reagent)
—_— ..  —
" OSEM OSEM
) \OSEM -N Oy 0 o RN Metal-Halogen
< Me~ Me ; i Me” Me Exchange
Me~ Me ' MeMEVMe :
: o) :
L0 °
» EtOr- !
' Me
LA 0 E

KQOSO4 - 2H20
NMO, 2,6-lutidine
THF/H,0




Stereoselectivity of Aldol Reaction
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A2. Enantioselective Total Syntheses of (-)-Silicine and (-)-20-Episilicine (Org. Lett. 2023, 25, 7601.)
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Bronsted acid: Formation of the five-membered ring via stereoselective nucleophilic addition to the iminiumion

(a major side-product)
TFA
without Mg chiration Lewis acid: Tautomerization of the iminiumion to the enethioamide
(Five-member ring formation is prevented.)
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