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Fig. S1. '"H-NMR spectrum of a) 4-DMN bearing monomer (3), b) labeled pNIPAm (P-1), ¢)
labeled pMEO,A (P-2), and d) labeled p(MEO,MA-co-OEGMA) (P-3) in CDCl;.
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Fig. S2. Transmission-temperature profile of a) P-1, b) P-2,
concentration of 0.1 g/L.
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Table S1. The photophysical characterization of 4-DMN labeled monomer (3) dissolved in
various solvents (d;: Hansen solubility parameter of solvents at 25 °C, dq4, dp, and dp: the
dispersive, polar and the hydrogen-bonding term of d,, respectively, A" n.: wavelength of
maximum absorbance, A" . wavelength of maximum emission intensity, ¢: steady-state
fluorescence quantum yield, z: fluorescence lifetime)

Solvent 5ta) 0d 5p On }vabsmax iPLmax Q [%] T [IlS]
[nm] [nm]

Hexane 149 1149 0.0 [ 0.0 391 |459.5]| 61.0 | 6.9

Tetrachlorocarbon 178 [ 17.8 | 0.0 | 0.6 400 |476.5] 70.0 7.0

Diethylene glycol 180 | 15.7 | 6.1 [ 6.5 | 415 |522.0] 12 24

dimethyl ether ®) b ®) ®)

Toluene 182 | 180 | 1.4 | 2.0 | 406 [4925]| 650 | 7.7
Chloroform 19.0 | 17.8 | 3.1 | 5.7 418 [506.5] 70.0 | 9.0
Acetone 20.1 | 155 [ 104 | 7.0 [ 415 [526.0]| 3.6 3.0
Acetic Acid 213 | 145 | 8.0 |13.5( 424 (539.0]| 2.6 32
Acetonitrile 246 | 153 [ 18.0 | 6.1 [ 419 ([532.0] 4.0 2.8

Dimethylformamide | 25.0 | 14.3 | 11.9 |16.6| 423 [532.5] 1.5 7.8

Dimethylsulfoxide 26.6 | 184 | 16.4 |10.2| 437 |546.0( 1.9 7.4

Ethanol 26.6 [ 158 | 8.8 |19.4| 420 |536.5( 1.9 4.2

N-Methylformamide | 30.1 | 17.4 | 18.8 |159| 423 |538.0| 1.7 59
b) b) b) b)

Water 479 | 155 | 16.0 [42.4] 440 |560.0| 0.2 2.8

% in units of [mPa”’] from J. E. Mark, ed., Physical Properties of Polymers

Handbook, American Institute of Physics, Woodbury, N.Y., 1996;
® from C. M. Hansen, Hansen Solubility Parameters: A User's Handbook,

Second Edition, CRC Press, Boca Raton, FL, 2007.
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Fig. S3. a) The normalized absorbance and the photoluminescence spectra of the monomer
(3) in selected solvents b) The relationship between the quantum yield () of the monomer in
various solvents and the corresponding hydrogen-bonding parameter (Jy). All values are taken

from Table S1.
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Fig. S4. Time-resolved PL traces of an aqueous solution of P-1 at 20, 35, and 50 °C. The
sample is excited at 470 nm and its emission is detected at 550 nm.
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Fig. SS. Emission spectra of the 4-DMN labeled monomer in PBS at 20 and 40 °C.
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Fig. S6. Absorbance spectra of aqueous solution (0.5 g/L) of P-1 measured in a 10 mm thick
cuvette at various temperatures.
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Fig. S7. Time-resolved PL traces of P-3 aqueous solution at 20, 35, and 50 °C. The sample is
excited at 470 nm and the emission is detected at 550 nm.
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Fig. S8. The intensity-time autocorrelation functions of P-1 (pNIPAm) and P-3 (p(MEO;MA-
co-OEGMA)) solutions in PBS (0.1 g/L) at 15 °C recorded at a scattering angle of 90°, both
showing a monomodal decay. For P-1, the noise is due to the very low scattering intensity of
5510° cm™.
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