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Monomer Synthesis Scheme:
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Scheme S1: Synthesis of VBZPHT monomer.
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Figure S1: 'H NMR spectra for VBZPHT monomer in DMSO-dé6.



d
@Y
g N NI
0“h k
b+c+f edi
k J
h AN IJ a g
J It |
180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0
Chemical Shift (ppm)
Figure S2: 13C NMR spectra for VBZPHT monomer in DMSO-d6.
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Figure S3: 'H NMR spectra for macro-CTA in DMSO-dé.
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Figure S4: 'H NMR spectra for P1 in DMSO-dé.
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Figure S5: 'H NMR spectra for P2 in DMSO-d6.



atj+l
[ . 1
k b+c+d+e+f
g . L .
g ! A !
g P g £ 3 g
90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 05 00
Chemical Shift (ppm)
Figure S6: 'H NMR spectra for P3 in DMSO-dé.
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Figure S7: 'H NMR spectra for P4 in DMSO-dé.
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Figure S8: 'H NMR spectra for P5 in DMSO-dé.
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Figure S9: HSQC NMR spectra for P1 in DMSO-dé6.
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Figure S10: HSQC NMR spectra for P4 in DMSO-d6.
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Figure S11: HSQC NMR spectra for P5 in DMSO-d6.
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Figure S12: SEC analysis for PEGMA,,,-b-PVBzPHT, block copolymer (P1-P5).
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Figure S13: DLS data for PEGMA,,,-b-PVBzPHT, block copolymer in water (P1=98
nm (PDI 0.31); P2=139 nm (PDI 0.3); P3= 159 nm (PDI 0.35); P4= 152 nm (PDI

0.32); P5=190 nm (PDI 0.36)); inset shows relative autocorrelation function for P1-
P5 in water.
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Figure S14: Unstained dry state TEM images for P1-P5 in MeOH.



(@]
X o
X o
1.00] =— Q@
m‘-
2197 =——— m
2.05-] == —h

1.00-] ==

10 95 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15
Chemical Shift (ppm)

Figure S15: 'H NMR spectra for VBzNH; after deprotection in DMSO-dé.
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Figure S16: 'H NMR spectra for P2 (after 20 hr deprotection-hydrazine treatment)
in DMSO-dé6.
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Figure S17: 'H NMR spectra for P3 (after 20 hr deprotection-hydrazine treatment)
in DMSO-dé6.
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Figure S18: Representative DLS data for PEGMA,,-b-PVBzPHT, block copolymer
after hydrazine treatment followed by hydration: (a) P2 after hydrazine treatment
(P2=757 nm, PDI 0.57); (b) P3 after hydrazine treatment (P3= 967 nm, PDI 0.34).



Figure $19: TEM image for PEGMA-b-VBzNH; block copolymer (after dis-assembly

and reassembly): for P2 (a & b); P3 (c & d).



