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NMR spectra 

1H-NMR spectra of poly(3-vinylpyridine) and poly(3-vinylpyridine)-b-polystyrene (P3VP-b-PS) 

diblock copolymer. 
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Figure S1. 1H-NMR spectra of crude (top, in THF-d8) and precipitated (bottom, in CDCl3) poly(3-

vinylpyridine) (P3VP) macroRAFT agent. The conversion of 3VP was determined by 1H-NMR from 

the integral ratio of the aromatic P3VP signal at 7.60–8.45 ppm (corrected by subtraction of the 

monomer integrals) and the monomer signal (of one proton) at 8.55 ppm. 
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Figure S2. Exemplary 1H-NMR spectra in THF-d8 respectively CDCl3 of a crude (top) and precipitated 

(bottom) poly(3-vinylpyridine)-b-polystyrene (P3VP-b-PS) diblock copolymer after polymerization 

via surfactant-free RAFT emulsion polymerization. The conversion of styrene in the emulsion 

polymerization was calculated from the integral ratio of the aromatic P3VP-b-PS signal at 7.70–6.20 

ppm (taken from the 1H-NMR spectrum of the diblock copolymer) and the aromatic P3VP signal at 

7.70–6.20 ppm (displayed in the 1H-NMR spectrum of the P3VP macroRAFT agent precursor). 

Morphological Characterization 

Additional characterization of the intermediate annealing steps was performed via AFM. In the 

AFM height and adhesion images below, the results from the individual annealing steps (thermal 

annealing at Tannealing = 150 °C for 15 h and thermal annealing followed by 1,4-dioxane vapor annealing 

for 10 min) are presented. No pronounced microphase separation or long-range order was found 

after thermal annealing (Figure S1). The same result was observed after thermal annealing combined 

with 1,4-dioxane vapor annealing (Figure S2). 

Figure S3. A spin-coated thin film of a 2 wt% P3VP35-PS6553 solution after thermal annealing at Tannealing 

= 150 °C (15 h). (a) Surface topography via QNM AFM height images (1 µm × 1 µm); (b) QNM AFM 

adhesion images (1 µm × 1 µm) of P3VP35-PS6553. 
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Figure S4. A spin-coated thin film of P3VP35-PS6553 after thermal annealing at Tannealing = 150 °C (15 h) 

combined with 10 min 1,4-dioxane vapor annealing. (a) Surface topography via QNM AFM height 

images (1 µm × 1 µm); (b) QNM AFM adhesion images (1 µm × 1 µm) of P3VP35-PS6553. 


