Where Do Babies Come From?

Barium Boron Yﬁnum

Due to budget cuts, science and health were both taught
by the chemistry teacher!
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-Isolated from an Asian Vine. First isolated in 1929, structure published in
1967 with Xray proof.

- Exhibits selective-gell cytotoxicityand antiamnesiqoroperties.

- Neopentylicsecondary chloride

- Three contiguous quaternastereocentergtwo allcarbonquat centers)
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Initial studies focused on theeicylic core, with the secondary chloride
removed and the oxygenategpirocyclopentenon&ing removed.
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Got an Xray of this!
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Duff Reaction
(Oh yeah, Duff Man!)
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"Although nuclecphlies in these hyparvalant iodine mediated processes
normally altack the carbon para to the phenol meigty, the presence of The
a-mathaxy group directs (he reaction to this site instead "

Allimagresium bromide resulled in rearomatizatian rather than product farmation

Anionic oxy-Cope successiully installed a neopentylic all-carbon quat canter
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Ozolonysis troublesome dus to compeatition with tetrasubset. clefin
Dihydroxylation worked, but diol cleavae was oo slow wilh PbiOA): and
unaflected by MalQO,
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- Aryl radical undergoes S-exo-trig. TBSO' | l_n.. M-R
Regioselectivity governed by polarity of enone accepter TBSO <
and silyl group would block top face of alkene R’
- Aryl H would shield the re face of the enolate to give
desired alcohol BnO OMe
- Planning to install one ring, an alcohol, two stereocenters OMe
(one an all-carbon quat center) all in one step! 2

Cl OTBS
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Total Synthesis dkcutumine
JOC ASAP
Fang Li, Samuel Tartakoff Steven L. Castle
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1) Unsure ifallylicchloride would
survive radical conditions.
However, felt that it would be
too hard to install the chloride
afterwards.

2) Feared hindered nature of
trisub alkenemight force a 6
endo rather than Eexo

3) Hesitant to predict selectivity
in TEMPO trapping

Original Retro
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Well at least the chloride survived.
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A More Streamlined Attempt
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RadicalPolar Crossover
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Hexabutylditindoes not absorb light at 236 nm, and thus typically reactions using

hexabutylditinrequire a sensitizer. Yet this reaction proceeds without a sensitizer.

1) Perhaps the tin is just an iodide radical trap, where iodide radical comes from
photolysis of aryl iodide. However, reactions run without the tin result in only
recovered starting material.

2) Perhaps theenonemoiety is acting as a sensitizer to mediate Hwmolyticcleavage
of hexabutylditininto two tributyltin radicals.



Functional Group Changes
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Stereoselectivdllylation

Only use 1.®qozone



