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van Leeuwen, P. W. N. M., Science of Synthesis: Stereoselective Synthesis, (2011) 1, 437.
For the highly efficient methoxycarbonylation of propyne, Drent and Budzelaar discovered that an excellent ligand is 2-diphenyl(2-pyridyl)phosphine,[118] which was used earlier for alkene/carbon monoxide oligomerizations.[119] Although the ligand most likely functions in a bidentate manner, it is a monophosphine and therefore will be discussed in this section. Other monophosphines studied extensively, such as triphenylphosphine and trisodium tris(3-sulfonatophenyl)phosphine (TPPTS) give less interesting results. The reaction transfers a low-value cracker product propyne into valuable methyl 2-methylacrylate. Methyl substitution at the 6-position of the pyridyl group makes the catalyst even more selective. The catalyst works under very mild conditions and product and catalyst can be separated by distillation. Shell studied the reaction in a bench-scale unit but the process did not reach commercialization, most likely because the availability of pure propyne on the required large scale, in one refinery site, is limited.
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