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Having fun with reactive intermediates

X _Z .
y qg)n &G
X .
@) TMM diyl vinylcyclopropyl diy!
n G

Q
translocated diyl O _
I OJ > 20g scale < 1,4-diyl
—> 0]
)n I<fN 80% 0L ~
R R’ Zz
S) . §O
cation radical anion radical
OBn
OTiCp,Cl BnO O
/§( BnO

titanium enolates anomeric radicals



[ ]

e

il i J

§ ud BB

~ Cation radical rearrangements
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Green It up!
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a3 mol % of the amine and 97 mol % of styrene
affords a copolymer containing 12.1 mol %
of the triarylamine.
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Total synthesis

4, thyrsiferol

Gisele Nishiguchi 6, (+)-diplopyrone
Jack Graham
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9, B-Br (41%, 2 steps)
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1. NaH, CS,, Mel,
THF, 1t, 2 h (97%)

2. n-BuzP.BH3, AIBN,
dioxane, reflux, 4 h
(69%)
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Electrochemistry - catalysis

R
+2e, +2HA p +2e, +2HA
pemm A | O (o
B EHD B , ~ ERC CcH,Z
1 5 8
I v (@) +e

(b) close
(c) +HA

(CTr e (0| o .
= EHC CH,Z Q +HA Q
3 4 }XM )/\
OMe 2 O OMe

@)
° S

James Miranda & Carolyn Wade



Current (ud)

Potential (mV)



Current {uf)

H

-2500

[+ ¢}

+e o
EBE -1000 o0 1 mediator mediator | ... affords an equilibrium current, i
sy e ] eq

/ -
; T . |
§ / | mediator | + substrate —— [substrate + mediator
(]

#

The amount of mediator = equilibrium amount + that generated
in the 2nd step. Therefore, current observed = that from the re-
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generated mediator + that from the initial equilibrium.
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Inner, not outer sphere electron transfer
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With the modified ligand ...

hindered
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With the modified ligand ...

hindered
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With the modified ligand ...

hindered
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So too, is B less (much less!) nucleophilic - it serves only as a base !
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Marine natural products

Anti-inflammatory:
Active topically

Effective in treating

pseudopterosin A

(sugar equatorial) lymphomas, not solid
tumors.

Anti-inflammatory &

i i g analgesic properties:
10 OH ... active systemically,
Ho%%% OH but 1/5_ as active
XV; sugar at C-10 tOplcaIIy!
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