Supplementary Information
FIG.S1. 13C NMR spectrum of PMAiBuPOSS25-b-PMMA310
13C NMR (CDCl3, ppm, TMS) δ: 8.68 (CH2 next to silicon, -SiCH2), 16.66 (CH3 in MMA units –CCH3), 18.89 (CH3 in MAPOSS units, –CH2CH(CH3)2), 22.67 (CH2 next to silicon, -SiCH2), 24.00 (CH of isobutyl group, –CH2CH(CH3)2), 25.87 (CH3 in MAPOSS units, –CH2CH(CH3)2), 44.71 (C next to CH3 on the main chain, -CCH3), 51.96 (CH3 of ester group, –OCOCH3), 54.59 (CH2 on the main chain, CH2 connect MAPOSS structure and ester group, -OCOCH2CH2CH2Si), 67.20 (CH2 of ester group in MAPOSS units, -OCOCH2CH-), 177.11 (-CO- in both MAPOSS and MMA units, -OCO-).
FIG.S2. Optical image of EP2 before curing process

When blending POSS monomer with epoxy resin directly, POSS monomers formed agglomerates because of the strong interaction between POSS molecules and epoxy resin. White POSS aggregations were floating on the surface of epoxy in FIG.S2.
FIG.S3. Size distribution of micelles on fracture surface of epoxy/POSS blends with (a) 5 phr, (b) 10 phr, (c) 20 phr and (d) 30 phr of POSS monomer, when BCP=1 phr; with (e) 5 phr, (f) 10 phr, (g) 20 phr and (h) 30 phr of POSS monomer, when BCP=5 phr
Image J was used to analyze the diameter of all the holes in SEM images, then, origin was used to get the statistical results, see FIG.S3. But we thought the amount of holes was not enough to get a good understanding of size distribution, it includes: (1) the amount of holes was quite low in some images, for example, FIG.5 (b and f); (2) it was hard to measure the size in some images, for example, FIG.5 (d); (3) the amount of big holes was quite low, make them not analyzed, for example, FIG.5 (h). Meanwhile, it didn’t go against with our theories, BCP make POSS monomers dispersed better in epoxy matrix.
