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            Abstract
The copolymerization of ethylene with polar monomers is a major challenge when it comes to the manufacture of materials with potential for a wide range of commercial applications. In the chemical industry, free-radical polymerization is used to make a large proportion of such copolymers, but the forcing conditions result in a lack of fine control over the architecture of the products. Herein we introduce a synthetic tool, effective under mild experimental conditions, for the precision design of unprecedented ethylene- and polar-monomer-based copolymers. We demonstrate how an organocobalt species can control the growth of the copolymer chains, their composition and the monomer distribution throughout the chain. By fine tuning the ethylene pressure during polymerization and by exploiting a unique reactive mode of the end of the organometallic chain, novel block-like copolymer structures can be prepared. This highly versatile synthetic platform provides access to a diverse range of polymer materials.
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                    Figure 1: OMRP of ethylene with polar monomers.[image: ]


Figure 2: Dependence of EVA Mn (top, filled symbols), molar-mass distribution (Mw/Mn, bottom, filled symbols) and Fethylene (open symbols) on VAc conversion for copolymerization of VAc and ethylene.[image: ]


Figure 3: NMR characterization of random EVAs.[image: ]


Figure 4: General strategy and SECs for the synthesis of EVA-containing diblock-like and symmetrical triblock-like copolymers at 40 °C.[image: ]


Figure 5: Characterization of radical species by ESR spectroscopy.[image: ]
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