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Scheme 1. Reactivity of N,O-ketene acetal.
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Scheme 2. Umpolung a-arylation of N-alkoxyamides.
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Table 1. Optimization of reaction conditions for the nucleophilic phenylation of N,O-ketene acetal generated

in situ from 6a.
silylating agent (2.1 eq.)
i-ProNEt OSIR,

O (@]
PhsAl (1 eq.) ,
Ph/\)J\N,O Ph/\)kN/\/\OR via Ph/\/\N/O
\\> CH,Cly, rt [ H \\>

E

6a 7aA: R = H, 8aA: R = TMS

9aA: R = TES, 10aA: R = TBS, 11aA: R = TIPS

product (yield, %)

entry silylating agent i-ProNEt (eq.)
7aA 8aA-11aA
1 TMSOTf 2 8 8aA: 11
2 TESOTf 2 18 9aA: 30
3 TBSOTf 2 10 10aA: 67
4 TIPSOTf 2 11 11aA: 58

5 TBSOTf 4 13 10aA: 67
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Scheme 3. Sequential nucleophilic phenylation and desilylation of 6a.
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Scheme 4. Transformation of 7aA.
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Scheme 5. Plausible reaction pathway.
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Scheme 6. Nucleophilic phenylation of N,O-ketene acetals.
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Scheme 7. Diastereoselective nucleophilic phenylation of N,O-ketene acetal J with PhzAl.
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Scheme 8. Diastereoselective nucleophilic phenylation of N,0-ketene acetal K with PhzAl.
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Scheme 9. Conversion of 15aA into carboxylic acid 12.
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Scheme 10. Diastereoselective nucleophilic arylation of N,O-ketene acetal.
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Scheme 11. Umpolung y-arylation of a,-unsaturated N-alkoxyamides.
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Scheme 12. Nucleophilic y-phenylation of vinylketene N,O-acetal N generated in situ from 20.
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Scheme 13. Nucleophilic y-phenylation of vinylketene N,O-acetal generated in situ from 23a.
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Scheme 14. Sequential nucleophilic phenylation and silylation of 23a.
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Scheme 15. Nucleophilic y-phenylation of vinylketene N,O-acetal generated in situ from 23a.
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Scheme 16. Plausible reaction pathway.
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Scheme 17. Nucleophilic phenylation and alkylation of vinylketene N,O-acetals.
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