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Figure S1. *H NMR spectra recorded in (a) CDCls for a P(DMA9-NIPAM150)2* macroRAFT agent; (b) in
THF-ds for a P(DMA2s-NIPAM150)-PSeas? diblock copolymer.



Table S1. Extended Kelen-Tuid8s parameters for the RAFT copolymerization of DMA and NIPAM in 1,4-
Dioxane at 70 °C. The extended Kelen-Tiid8s method is applicable for the calculation of reactivity ratios
at high conversion. Several parameters (G, H, n, u) were determined using the equations bellow table
S1. The reactivity ratios were determined from the extended Kelen-Tiid8s plot (Fig. S2).

fDMA feed Foma copolymer G H H 1%
0.500 0.510 0.0392 0.9608 0.0360 0.8828
0.300 0.330 -0.3673 0.3411 -0.7838 0.7278
0.120 0.130 -0.8095 0.0169 -5.6021 0.1172
0.020 0.024 -0.7762 0.1244 -3.0801 0.4938

The parameters where determined using the following equations:

G = fDMA feed(ZFDMA copolymer — 1)

(1 - fDMA feed)FDMA copolymer

2
_ fDMA feed (1 - FDMA copolymer)

H =
(1 - fDMA feed)zFDMA copolymer
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(2)

The arbitrary constant a is introduced, with where H,;, and H,.x are the lowest and highest values

of H:
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Figure S2. Determination of roma and ryipam by the extended Kelen-Tid6s method. The four data points
represent four different polymerizations with different fractions of DMA in the feed. The calculated
parameters are withdrawn from table S1. The reactivity ratios were determined using equation (3) and
(6) and the Kelen-Tiid6s plot.

Topma Topma 6
n= (rNIPAM T) - T (6)
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Figure S3. TEM image and evaluation of the particle size distributions of P(DMA3zs-NIPAM,15)-PS108914*.

(a) Exemplary TEM micrograph of a diluted P(DMAss-NIPAM12)-PS10s92*! dispersion in water and at
room temperature (preparation method 1). The polymer dispersion was diluted with MILLI-Q® water
to obtain a final polymer concentration of c = 0.2 % (w/w). (b) Size distribution of latex particles taken
from analysis of TEM micrographs of the sample exemplary shown in (a). The histogram shows the size
distribution of the micelles. A Gaussian fit (blue line) gave a mean diameter of 248 + 117 nm.
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Figure S4. TEM images and evaluation of the particle size distributions of P(DMA3s-NIPAM1,)-PS10g0*

dispersions diluted with 0.5 M salt solutions to a final concentration of c = 0.2 % (w/w). (a) Exemplary
TEM micrographs of a P(DMAss-NIPAM,15)-PS10s9™*! dispersion diluted with an aqueous 0.5 M NaBr
solution, freeze-dried and at room temperature (preparation method 2). (b) Size distribution of latex
particles taken from analysis of TEM micrographs of the sample exemplary shown in (a). The histogram
shows the size distribution of the micelles. A Gaussian fit (blue line) gave a mean diameter of 213 + 61
nm; (c) Exemplary TEM micrograph of a P(DMAss-NIPAM,12)-PS10s0*! dispersion diluted with an
aqueous 0.5 M NaSCN solution and freeze-dried at room temperature (preparation method 2). (d) Size
distribution of latex particles taken from analysis of TEM micrographs of the sample exemplary shown
in (c). The histogram shows the size distribution of the micelles. The mean diameter of 221 + 105 nm
was determined by a Gaussian fit.



