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Supporting tables

Table S1. Library of microgels prepared in water with different monomer concentrations (Cr) and crosslinking degrees,

showing their composition, chemical yields, monomer conversion (MC) values, and size measurements. MC values were
obtained by *H NMR, and size measurements (with corresponding standard deviations) were obtained by dynamic light
scattering (DLS) in back-scattering mode (n=3). PDI = polydispersity index.

Code Cm T  NIPAm MBA AIBN  CTAB Yield MC (molar%) Size by Size by PDI
(wt%) (2C) (molar%) (molar%) (molar%) (mgmL1) (wt%) NIPAm MBA intensity (hm) number (nm)
MG-XC,; 1 70 98 2 1.7 0.6 87.8 >99 >99  168+2 (100%) 108+3 (100%) 0.165
....... MGXZCZZ709821706830>99>9924%4(100%)20815(100%)0072
....... MGXZC33709821706877>99>99N/A*N/A*E?gh*
MG-XsC; 1 70 95 5 1.7 0.6 89.6 >99 >99  131+3(100%) 101+3 (100%) 0.029
....... MGXSCZZ709551706945>99>99267%(100%)23716(100%)0020
....... MGXSC33709551706821>99>99400i9(100%)35619(100%)0014
...... MGX10C117090101706846>99>99162i2(1oo%)13412(100%)0020
...... MGX10C227090101706817>99>99250i4(1oo%)22015(100%)0012
...... MGX10C337090101706754>99>9941%9(100%)37916(100%)0034

* For Cm 3 wt% the formulation did not provide a stable monodisperse colloidal solution, with PDI>0.4.



Table S2. Library of microgels prepared in this study, showing their composition, chemical yields, monomer conversion (MC)
values, size measurements, and volume phase transition temperature (VPTT) data. All microgels were prepared with 1.7
molar% AIBN (initiator) and 0.6 mg mL™ of CTAB (surfactant). MC values were obtained by *H NMR, and size measurements
(with corresponding standard deviations) were obtained by dynamic light scattering (DLS) in back-scattering mode (n=3). PDI
= polydispersity index.

. Size by  Size by {-potential
NIPAm NAPMAmMm NHMAmM MBA Cm T Yield MC A . VPTT
Code intensity number PDI (mV)
(molar%) (molar%) (molar%) (molar%) (wt%) (2C) (wt%) (molar%) (2C)
(hm)  (nm)

MG-X; 98 0 0 2 1 70 88 >99 168+3 108+3 0.165 335 0
MG-Xs 95 0 0 5 1 70 90 >99 13143 10143 0.029 34.0 0
_MGXp 0 o ______! 0_____ 10 . 1 _70 82 _>99 16242 13442 0020 345 0 __
MG-X,05 93 0 5 2 2 70 82 >99 237+1  177+#4  0.192 355 0
MG-X505 90 0 5 5 2 70 90 >99 193+1 13243 0.280 36.0 0
_MGX10s 85 0 _° 5 1 - 2 70 8 __>99 168:2 10441 0019 365 0
MG-X2Ns 93 5 0 2 2 70 73 >99 24612  189+1 0.143 - +3.9
MG-XsNs 90 5 0 5 2 70 74 >99 194+3 14945 0.101 - +5.0
MG-X10Ns 85 5 0 10 2 70 72 >99 185+2 13543 0.096 - +7.0
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Figure S1. Example of a 'H-NMR spectra of a NIPAm-MBA feeding solution before (t=0h) and after (t=24h) the free radical
polymerization. The chemical structures and the tracked protons are highlighted in corresponding colours.
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Figure S2. Hydrodynamic size (D) distributions by intensity, number, and volume of microgels by dynamic light scattering
(DLS). Inserts show the corresponding correlograms. Microgel dispersions in deionised water were analysed in triplicate at
0.5 mg mL? in back-scattering mode. (a) MG-X,, (b) MG-Xs and (c) MG-Xy0. PDI values were 0.165, 0.029 and 0.020

respectively.
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Figure S3. Correlograms of neutral microgels (MG-Xx) obtained by dynamic light scattering (DLS). Microgel dispersions in
deionised water were analysed in triplicate at 0.5 mg mL? in back-scattering mode.
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Figure S4. Correlograms of microgels containing hydrogen bonding groups (MG-X4Os) obtained by dynamic light scattering
(DLS). Microgel dispersions in deionised water were analysed in triplicate at 0.5 mg mL in back-scattering mode.
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Figure S5. Correlograms of amine-charged microgels (MG-X«Ns) obtained by dynamic light scattering (DLS). Microgel
dispersions in deionised water were analysed in triplicate at 0.5 mg mL? in back-scattering mode.
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Figure S6. Volume Phase Transition Temperature (VPTT) data obtained by UV-vis spectrophotometry of microgels (a) MG-X
and (b) MG-Xx0s. Measurements were performed with microgels dispersions in deionised water at 1.0 mg mL?, temperature
range of 20-50 2C, and heating rate of 0.5 2C min!



