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Fig. S1 MALDI-TOF MS spectrum of the PI oligomer used as the branching unit.
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Fig. S2 SEC curves of dendrimer-like PS G4_y,, before and after purification.
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Table S1 Viscosities and contraction factor of the dendrimer-like PS

1C

Entry M, (x10°g/mol)  [1] tincar theo. (MVE)*  [laendrimersie (M) g

Gl 29.4 20.4 19.4 0.95
G251 169 71.04 33.6 0.47
G3.s1 1242 295.0 43.6 0.15
Gds1 7512 1066.3 45.0 0.04
GS.is1 36270 3281.8 372 0.01
Gl gtar 50.1 298 16.1 0.54
G2 gar 343 117.7 25.6 0.22
G3.tar 2230 448.0 320 0.07
G4 tar 10340 1339.6 32.5 0.02
GS.star 40770 3567.6 30.8 0.01

* [ ]tinear, theo. Was calculated according to [#]iinear, theo. = 1.314 % 107 MWO'714 (G. Meyerhoff and B. Appelt,
Macromolecules, 1979, 12, 968); ® Measured at 30°C in THF; © g' = [1]dendrimer-tike / [17 Jlinear, theo-
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Fig. S3 Ratios of My, sec-maLLs 10 My, sec-ri 0f Ghggy and G, as a function of generation number.

R, (nm) PDI

—Glast 43 0.07
— G2as1 9.7 0.06
— G3s1 20.6 0.04
— G4s1 40.0 0.04
— G581 64.4 .02
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Fig. S4 Rys of the dendrimer-like PS Gn_jg; increase with generations.
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Fig. S5 DLS results of dendrimer-like star polystyrenes of G5, at different angles (in THF), showing no

angle dependence in molecular size measurement.
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Fig. S6 Relationships between <R,> a nd M,, in a log-log scale.
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— Dendrimer-like PS G3.1s1 87

— Dendrimer-like PS G4-1s1 88
— Dendrimer-like PS G5-1s1 102
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Fig. S7 DSC results for dendrimer-like products of Gn.ig; where n = 1-5.
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My (x10%) PDI n
(g/mol)

—PI oligomer (.64 1.14

—PI-b-PSLi 5.6 1.09

— Gl-star 34 1.19
(star-like core)
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Fig. S8 SEC monitoring the synthetic process of the star-like core.
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