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Chart S1 The structure of NLO polymer PS1 containing isolation chromophore.

Chart S2 The structure of dendron-substituted NLO chromophores containing
perfluoroaromatic rings.



Electronic Supplementary Material (ESI) for New Journal of Chemistry
This journal is © The Royal Society of Chemistry and The Centre National de la Recherche Scientifique 2013

e el

7ONT Y : :

cul ! ' : :

Pd[PPhal, : RS :

+ or ' \ - H

. THF/EBN ! ! ' :
N\N o ' Ns \ A:ssembly:
o J [ I ' N : Q :

\ ] b :

Chromophore’, : :

NO» ‘\ |\'|(;_j2 [ H

PS2: Arq= <® PS3: Ar= —Q—F PS4:Ar= @ PS5:Ar = F

DL LY
0 <

Chart S3 The structures of NLO polymers PS2-PS5 with different types of isolation groups.
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Fig. S1 The "*F NMR spectra of P2 (up), P3 (middle) and P4 (down).
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Fig. S2 TGA thermograms of P1-P4, measured in nitrogen at a heating rate of 10 °C/min.
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Fig. S3 UV-vis spectra of polymer P1 in different solvents (0.02 mg/mL).
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Fig. S4 UV-vis spectra of polymer P2 in different solvents (0.02 mg/mL).

1.0

0.8

0.6

0.4

Absorption (au)

0.2
0.0-
LA L DL L L DL L B L BN LS BN BN B
300 350 400 450 500 550 600 650 700
Wavelength (nm)

Fig. S5 UV-vis spectra of polymer P3 in different solvents (0.02 mg/mL).
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Fig. S6 UV-vis spectra of polymer P4 in different solvents (0.02 mg/mL).

NLO Chromophore

Fig. S7 Graphical illustration of the alignment formation of self-assembled polymers.
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Fig. S8 Graphical illustration of the alignment formation of self-assembled chromophore 3 by
Ar-ArF interactions: (a) locked random dipoles (shown as arrows) before poling; (b) unlocked
random dipoles before poling; (c) locked acentric dipoles after poling followed by cooling.

Table S1. The maximum absorption of hyperbranched polymers (Amax, nmM).
THF 1,4-dioxane chloroform dichloromethane DMF DMSO

P1 454 447 447 449 465 473
P2 456 446 447 455 468 473
P3 456 452 454 454 470 475
P4 453 443 447 448 464 470
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Chart S4 Some NLO polymers and their dz3 values.
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Fig. S9 Absorption spectra of the film of P3 before and after poling.
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Fig. S10 Absorption spectra of the film of P4 before and after poling.



