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Some Dianion Chemistry

1)     LetÕs start off with some ÒmaskedÓ dianion chemistry.

a) Predict intermediate A and product B.

b) Explain the diastereoselectivity of the reaction above.
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2)  Another example of ÒmaskedÓ dianionsÉ.
a) Provide a mechanism for the following reaction which explains the
diastereoselectivity.

                                         +

b)  The regioselectivity of the epoxide opening was explored.  Under the same
reaction conditions describe above, the following product distribution was
observed.  Please explainÉ
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3) In the total synthesis of (-)-SNF4435C and (+)-SNF4435C, Parker and coworkers
perform the following dianion condensation reaction.  Supply an mechanism for
the transformation.

The vinyl iodide is further elaborated to the vinyl stannane and coupled to the diene
below.  The product is believed to proceed thru tandem electrocyclizations affording the
shown products.  What types of electrocyclizations are taking place?  Provide MO
correlation diagrams for each cyclization.  Explain the stereochemical outcome.
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4)      LetÕs play alongÉ

Identify the intermediates and explain the reaction of B with D yielding the racemic
alcohol.
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5)  Ryu and coworkers discovered a chelation-aided method for the generation of
ketone !," -dianions having Z/allyl-type structures.

The dianion was converted to the cuprate and reacted with a variety of enones.
Interestingly, very little of the conjugute addition D product was observed.  The
reaction was dominated by the formation of cyclic keto alcohol E.  (a)  Propose a
mechanism which accounts for the formed products. (b) If intermediate C was
quenched with D2O, where would you predict D to be incorporated.
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