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Chemo-and Stereoselectivity of Nucleophilic
Substitution in Mixed Phosphorus-Carboxylic
Anhydrides

LUCYNA A. WOZNIAK, ARKADIUSZ CHWOROS and
WOICIECH J. STEC

Center of Molecular & Macromolecular Studies, Polish Academy of Sciences,
Department of Bioorganic Chemistry, Sienkiewicza 112, £6dZ POLAND

Muixed phosphorus-carboxylic anhydrides have demonstrated both acylating and
phosphorylating properties.[1] Here we report the reactivity of O,O-diethyl (0-2,4,6-
trimethylbenzoyl) phosphates (1), and O-methyl (O-2,4,6-trimetylbenzoyl)
dimethylphosphonates (2) with nucleophiles in the presence of different strong organic

bases (DBU, DMAP).
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It was found that 1 acts as acylating agent towards nucleophiles (alcohol, water, PhANH,) both
in case of DBU (path a), and DMAP activation (path a), while 2 can be either acylating
reagent if DMAP is used as a base (path a), or selective phosphorylating agent, if reaction
with nucleophile (ROH, H,0, PhSH) is catalyzed by DBU (path b).
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Fluonde anion was found chemoselective P-attacking nucleophile in reactions
with 1 and 2.
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