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Scheme 2. Synthesis of RCM precursor 9; reagents and conditions:
a) allyl acetate, [Pd(C;H;)Cl,},, BSA [BSA = Me;SIN=C(CH,)O-
SiMe;), cat. NaOAc, THE, reflux 24 h; b) (MeO);CH. conc. H,50,,
MeOH, reflux 1 h; c) (1) pentenylmagnesium bromide, Et,0, 0 °C
to room temp. 12 h, (1) 2 M HCI, room temp. 30 min,
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5. Study of the diastereoselectivity of the aldol reaction of ketoaldehyde 1 catalyzed by
TBD by '"H NMR spectrometry
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Graphic 1. Kinetic of the intramolecular aldol reaction of ketoaldehyde 1
organocatalyzed by TBD J. Org. Chem., 2010, 75, 4728.
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Table S1. Optimization of the Mukaiyama hydration of 43.

Me Me OH

' .OFLOH HO., OHoH Me.., OHoH
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Cb O - .@ O + .@ 0O
$ S"Me S S"Me S ~"Me
DFS(:: » D-\S::ME D-f\:, —
43 illisimonin A (19) 1-egpi-illisimonin A (19°)

Entry Conditions? Temperature (°C) Time (h) d.r. (19:19%)" Yield (%)°

1 A 23 4 1:1.8 73
2 A 0 14 1:13 53
3 B 23 6 >15:1 24
4 B 10 6 >15:1 47
5 B 5 8 >15:1 51
6 B 0 8 >20:1 62
7 B -5 9 >20:1 47
8 B -10 10 6:1 42

“Condition A: Co(acac): (0.3equiv), PhSiH(Oi-Pr) (5.0 equiv), O, THF. Condition B: Fe(acac)s (0.025
equiv), NaHCOs3 (2.0 equiv), methyl 4-nitrobenzenesulfonate (1.3 equiv), MeOH.

"Determined by 'H NMR spectroscopy.

“Isolated yield.
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RUBOTTOM OXIDATION
(References are on page 667)
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Table S2. Screening the Ligands for the Asymmetric Reductive Heck Reaction of 27.

OPMP
Me M

0 [Pd], L*, TBAB, EtN,
HCOONa, T, 1,4-dioxane

L1: R =Me
L2: R = j-Pr
Entryls! [Pd] L* T (°C) Yield (%)™ ee (%)
I Pd(OAC): L1 90 37 2 8 Pd(OAc): L8 90 27 40
2 Pd(OAC): L2 90 39 5 ? Pd(dba)s & ol 0 30
4 Pd(OAC): 14 90 3 20 11 Pdx(dba)s L7 70 10 60
» [a] Conditions: Pd(OAc)2 (10 mol%) or Pdz(dba)s (5 mol%), L* (10 mol%), TBAB
5 Pd(OAc): L5 90 30 50
(2.0 equiv), EtaN (3.0 equiv), HCOONa (2.0 equiv), 1,4-dioxane. [b] Isolated
6 Pd(OAc): L6 90 31 43 yield. [c] Determined by Ultra-Performance Convergence Chromatography

7 Pd(OAc): L7 9% 23 60 (UPCC).



	幻灯片 1
	幻灯片 2
	幻灯片 3
	幻灯片 4
	幻灯片 5
	幻灯片 6
	幻灯片 7
	幻灯片 8
	幻灯片 9
	幻灯片 10
	幻灯片 11
	幻灯片 12
	幻灯片 13
	幻灯片 14
	幻灯片 15
	幻灯片 16
	幻灯片 17
	幻灯片 18

