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Total Syntheses

Trost (Standford)-1-alpha-hydroxyvitamin D analogues (p. 1924)
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Grundmann's ketone

30:1 E:Z selectivity
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“...this surprisingly high E selectivity derives from a dipole-dipole effect...”
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Crimmins (UNC-Chapel Hill) Bilobalide (p. 5445)
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Overman-(UC-Irvine)-Allopumilioxtoxin
16 steps; 15% overall yield
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Livinghouse (Montana State)-Dendrobine
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Dendrobine cont'd
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Dendrobine cont'd

OH CoO;Me
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Methodologies:
Evans, Fu, (Harvard)-metal catalyzed hydroboration (p. 6671, 6679)

Uncatalyzed and catalyzed hydroborations are complimentary methods

THF ,f\‘_',-l-«.
I'-'Ia ICI‘G HOY Mg RO
n

R entry  conditions®  symanti®  yield (%)
H 1 A 17:83 a1
2 B &81:19 74
3 C 50:50 &0
CH,Ph 4 A 25:75 g2
3 B g0:20 63
(1] C 30:50 81
Si(r-Bu)Me;, 7 A 13:87 85
B B 93:7 79
9 C 60:40 54
Si(t-Bu)Ph, 10 A 15:85 B4
11 B 03:.7 B2
12 C T9:21 63
“A. 3 equiv of 9-BBN; B, 3 equiv of CB and 3% Rh(PPh,),CI; C, 3
equiv of CB and 3% [Rhi{nbd){diphos-4)]BF,. *Ratios were deter- Qb

mined by GC. AL
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Silylformylation-Murai (Osaka) p. 9710

0

alkene produst yield, %° &2 ratio”
B B“/\‘{\EIE‘?M' OSIELMe
Ph Ph.f\.pl\ . (50" 72/28
[IrCHCO)s), acetone/aq HC :
HSIiEMe, CO OSiEtMe 25°C, 4h OSIEt;Me
Eu/\f’LSiEW B0 Buﬂﬁ\,’\mhm 67 57/43
1
OSIEt,Me
.. e
regioisomer not observed e s Psepe B T
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Trost-Ru catalyzed enone formation (p. 5579)
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Grubbs (Caltech)-Olefin Metathesis (p. 5426, 7324) g ; O w

catalyst: o P o
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Elrl-l"PFh’ +PL CHyC Gy . ,:::"};nﬁﬁ + 2 PPhy (1) (p 3974)
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