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The supporting information provides additional information on the synthesis and self assembly of the polymers
and includes images to back up and further develop the work discussed in the main article.

Table S1 Characterization data for polymers prepared by a combination of ROP and RAFT.

M/M, | MSE€ | M,"™R | Dp DP DP
(kDa) | (kDa) | (PLA) | (THPA) | (PAA)

P(L-LA) 1.09 10.3 5.8 38 § -
P(oL-LA) 1.06 8.4 4.6 33 - -
P(L-LA)-b-PTHPA 1.11 453 58.1 38 333 -
P(oL-LA)-b-PTHPA 1.31 34.4 433 33 240 -

P(L-LA)-b-PAA - - 38 § 333

P(oL-LA)-b-PAA - - 33 - 240
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Figure S1 SEC traces of the poly(L-LA);g, macro—CTA before chain extension (blue trace) and poly(L-LAsg)-b-
PTHPA 33, diblock copolymer after chain extension (red trace) (THF eluent and RI detection).
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Figure S2 'H NMR spectra of the poly(L-LAss)-b-PTHPA 33, before the THPA hydrolysis (top spectrum); 1
hour after the reaction commenced (middle spectrum); 2 hours after the reaction commenced (bottom spectrum).
All spectra in d¢-DMSO, (400 MHz, 293 K).
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Figure S3 IR spectrum of the poly(L-LA3g)-b-PTHPA 333, showing the carbonyl group stretch region.
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Figure S4 1R spectrum of the poly(L-LA3g)-b-PAAs;3, showing the carbonyl group stretch region.

25 -

20 -

Intensity

10 A

O T T
10 100 1000

D h,app (nm)

Figure S5 On the left: representative TEM unstained image on graphene oxide of the spherical micelles, poly(L-
LAj3g)-b-PAA;3; 2 hours after starting the THPA hydrolysis reaction. On the right: DLS trace (number, intensity
and volume distributions) of the micelle solution, 2 hours after starting the THPA hydrolysis reaction.
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Figure S6 On the left: representative TEM image of the micelle solution produced from the self assembly at 20
g/L assembled in 5% THF with PTA staining (Scale bar = 200 nm). On the right: histogram of the cylinders
length produced from the same solution.
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Figure S7 On the left: representative TEM image of the micelle solution produced from the self assembly at 20
g/L assembled in 10% THF with PTA staining (Scale bar = 200 nm). On the right: histogram of the cylinders
length produced from the same solution.



Electronic Supplementary Material (ESI) for Soft Matter
This journal is © The Royal Society of Chemistry 2012

40 ~

L,=346 nm
35 -
30 -
il))
Q 4
g= 25
<
£ 20 -
o
2 s
g
Z 10 .
5 .
0 .

200250300 350 400 450 500 550 600
Length (nm)

Figure S8 On the left: representative TEM image of the micelle solution produced from the self assembly at 20
g/L assembled in 20% THF with PTA staining (Scale bar = 200 nm). On the right histogram of the cylinders
length produced from the same solution.
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Figure S9 On the left representative TEM image of the micelle solution produced from the self assembly at 20

g/L assembled in 40% THF with PTA staining (Scale bar = 200 nm). On the right: histogram of the cylinders
length produced from the same solution.
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Figure S10 On the left: representative TEM image on graphene oxide of the micelle solution produced from the
self assembly of poly(L-LAsg)-b-PAA;33 at 0.5 g/L in 20%THF at 65 °C. On the right: WAXD spectrum of the
sample.

Figure S11 On the left: representative TEM image of the micelle solution produced from the self assembly of
poly(DL-LA)-PAA at 20 g/L 20 hours after starting the THPA hydrolysis reaction (with PTA staining). On the
right: representative TEM image of the same sample on a GO support without staining (Scale bars = 100 nm).
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Figure S12 DLS results (number, intensity and volume distributions) of the micelle solution produced from the
self assembly of poly(DL-LA);3-PAA,4 at 20 g/L with 20% THF, 20 hours after starting the THPA hydrolysis

reaction.
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Figure S13 WAXD results of the micelle solution produced from the self assembly of poly(DL-LA)-PAA at 20
g/L with 20% THF, 20 hours after starting the THPA hydrolysis reaction.



