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Figure S1. High resolution Raman imaging across the interface of the 0.1mPEG4000/3mK,HPO,
and 0.02mPEG20000/1mK,HPO, systems. Raman imaging of the (a) 0.1mPEG4000/3mK,HPO,
and (c) 0.02mPEG20000/1mK,HPO, system generated by integration of PEG vibrations. Raman
spectra collected across the interface for PEG and OH vibrations of the (b)
0.1mPEG4000/3mK,HPO, and (d) 0.02mPEG20000/1mK,HPO, system.
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Figure S2. Calorimetry measurements for water injected into water at different temperatures
and different volumes. Measurements with different volumes of water injected into water were
carried out to probe the effect of a small temperature gradient existing in the injection syringe.
The bottom of the syringe is in thermal equilibrium with the calorimeter, while the top might
deviate in temperature by a very small amount. This deviation will be increased when increasing
the volume of injectant. The results presented here show that the positive heat measured when
mixing pure water with pure water (so perfectly miscible) is non-negligible and reproducible.
Comparing the effect of the volume of injectant and the volume of water contained in the
calorimeter, we conclude that the volume of injectant is responsible for the non-negligible heat
measure upon mixing. This observation, with the heat being greater when injecting 250 pL than
100 pL, while being independent on the volume of water contained in the calorimeter, confirms
that a small temperature gradient exists within the syringe. Water injected into water is thus not
perfectly at the same temperature, which induces a non-negligible heat to be recorded.



