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Fig. S1 Conversion vs. time curves for the aqueous RAHYmerization of MPC at target degrees of

polymerization of 50 and 150 in the presence of @@klat 70 °C. For more detailed polymerization
conditions, see Experimental Section.
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Fig. S2 Evolution ofM, andM,,/M, with conversion for the aqueous RAFT polymerizatid MPC at
target degrees of polymerization of either 50 dd rbthe presence of NaHG@t 70 °C. For more
detailed polymerization conditions, see Experimieg&gtion.
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Fig. S3 Typical *H NMR spectra recorded for (a) PMR@nacro-CTA in DO and (b) CDAB in
CDCl; at 25°C as a reference. The inset shows the chésticictures of PMPg macro-CTA and
CADB with full peak assignmenta (j for PMPCand1-6 for CDAB).
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—— PMPC_ macroCTA 10,200  1.18
—— PMPC,PHPMA,,, 29,000 1.25
—— PMPC,PHPMA,, 49,000 1.36
—— PMPC,PHPMA,, 109,000 1.48
—— PMPC,PHPMA,, 200,000 1.78
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Fig. $4 Typical GPC curves obtained for the RAFT aquedapeatsion polymerization of HPMA
at 70 °C using the PMREmacro-CTA targeting mean degrees of polymerizafttorihe PHPMA
block of 100 to 400. There is a prominent high molar weight shoulder, particularly when
targeting higher DP PHPMA chains. This is due srall amount (< 0.20 mol %) dimethacrylate
impurity that is known to be present in HPMA monondee to its propensity to undergo slow
transesterification on storage at ambient tempezdtiHowever, this impurity only causes
relatively light branching rather than cross-lirkkinsince DLS studies confirm complete
dissolution of these linear PMBEPHPMA,, nanolatex particles in methanol, which is a good
solvent for both the PMPC and PHPMA blocks.
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Fig. S5 Tapping-mode AFM image obtained for the PMREHPMA,-statEGDMAg) ‘lumpy rod’
particles. (a) Height image (10un X 10.0pum), (b) amplitude image, (c) cross-sectional imades
dilute aqueous dispersion was deposited onto fyedbhved mica and allowed to dry at 20 °C for 24
h prior to analysis.
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Fig. S6 TEM image of the linear PMR&-PHPMAx spherical nanolatex prepared by RAFT aqueous
dispersion polymerization of HPMA at 70 °C using P84, macro-CTA at 10 w/w % solids.

5-4



