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Materials. Poly(ethylene oxide) monomethyl ether (PEO, molecular weight = 5 000 g-mol™, Fluka) was
dried by azeotropic distillation with toluene before use and the number average degree of
polymerization was checked by means of NMR (DP, = 111; M, = 4 920 g-mol™). Triethylamine (TEA)
was distilled and stored over molecular sieves. Dichloromethane (CH,Cl,) was distilled from CaH..
Styrene, n-butyl methacrylate and n-butyl acrylate were distilled under vacuum before polymerization.
2-Bromo-2-methylpropionyl bromide (Alfa Aesar, 97 %), 2,2’-bipyridine (bipy, 99 +%, Acros),
ascorbic acid (AA, 99.5 +%, Fluka), hexadecane (99 +%, Aldrich), copper(ll) bromide (99 +%, Acros),
copper(l) bromide (99.99 +%, Aldrich) were used as received without purification. Bis(2-
pyridylmethyl)octadecylamine (BPMODA) was synthesized following previously reported procedure.*
PEO macroinitiator was prepared by reacting the hydroxy-terminated PEO with 2-bromo-2-

methylpropionyl bromide according to a procedure described in the literature with TEA as a base.?

Preparation of PEO-b-PS-Br diblock copolymer by ATRP. PEO-b-PS-Br diblock copolymer was
synthesized by bulk polymerization. A round-bottomed flask was charged with CuBr (42.5 mg, 0.296
mmol), bipy (139.2 mg, 0.891 mmol), PEO macroinitiator (1.50 g, 0.296 mmol) and styrene (15 mL,
0.131 mol). The reaction mixture was degassed with argon for 30 min. The polymerization was carried
out at 110 °C and terminated by rapid cooling to room temperature after 2h. The polymer was dissolved

in THF and passed through a neutral aluminum oxide column to remove the copper catalyst. The
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polymer solution was precipitated in an excess of diethyl ether, and the polymer was dried under

vacuum at room temperature.

Characterizations. Conversion was determined by gravimetry. Size exclusion chromatography was

performed at 40°C with two columns (PSS SDV linear MU 5 um). The eluent was tetrahydrofuran

(THF) at a flow rate of 1 mL-min®. A differential refractive index detector (LDC Analytical
refractoMonitor 1V) was used, and molar masses were derived from a calibration curve based on
poly(methyl methacrylate) standards from Polymer Standards Service. The average particle diameter
(D) and polydispersity factor were measured by dynamic light scattering (DLS) at a temperature of 25
°C and an angle of 90°, with a Zetasizer4 from Malvern, using a 5 mW He-Ne laser at 633 nm. Proton
NMR analysis of polymers was performed in CDCl3 in a 5 mm tube at room temperature using an

AC200 Bruker spectrometer, operating at a frequency of 200 MHz.
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