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            Abstract
Glass formation is usually viewed in terms of physical vitrification: a liquid in a metastable state1 is cooled or compressed so as to avoid crystallization. However, glasses may also be formed by chemical vitrification, a process involving progressive polymerization of the constituent molecules via the formation of irreversible chemical bonds. The formation of most of the materials used in engineering plastics and the hardening of natural and synthetic resins are based on chemical vitrification. Despite the differences in the molecular processes involved in chemical and physical vitrification, surprising similarities2,3,4,5,6,7,8,9 are observed in the slowing down of the dynamics and in the thermodynamical properties of the resulting glasses. Explaining such similarities would improve general understanding of the glass transition and may disclose its universal nature. Here we report dielectric and photon-correlation measurements that reveal the origin of the similarity in the dynamical behaviour of physical and chemical glass formers. We find that the evolution of their configurational restrictions proceeds in a similar manner. In particular, we make a connection between the reduction in configurational entropy and the number of chemical bonds, a quantity that can be controlled in experiments.
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                    Figure 1: Dependence of the structural relaxation time, Ï„, on the conversion of epoxy groups, Î±, for several isothermal step polymerizations of epoxy-amine systems, where reaction proceeds by polyaddition.[image: ]
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