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Since the seminal work of Leibler et al. [1], transesterification has emerged as a powerful
dynamic covalent chemistry (DCC) for designing tailor-made covalent adaptable networks
(CANSs). Its versatility enables the preparation of (re)processable thermosets with a wide
range of properties using different strategies such as the introduction of external or
covalently-bonded catalysts as well as neighboring group participation effects [2]. However,
despite being one of the oldest chemical motifs used in CANs, aromatic esters remain
largely underexplored due to the poor nucleophilicity of phenols compared to aliphatic
alcohols, resulting in a slow exchange, thereby requiring very high processing temperatures.
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*  Only with activated phenols *  Fine-tunable viscoelasticity *  Chemically recyclable

Here, we present a strategy to incorporate phenylogous esters as dynamic crosslinks in low-
Tg thermosets using activated phenols. Model compounds studies were first performed to
evaluate the dynamicity of these motifs considering substitution patterns (ortho-, meta-,
para-) and electronic effects (Hammett parameters). These revealed significant differences
in reactivity, which were further supported by DFT calculations.

Building on these insights, CANs were readily prepared from the most promising motifs and
their thermal, chemical and dynamic properties were evaluated. Finally, the chemical
recyclability was also demonstrated, thus highlighting the potential of the phenylogous ester
DCC as a viable platform for the development of reprocessable and recyclable thermosetting
materials [3].
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