


SupplementaryH NMR spectroscopy dita
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Fig. S1 RepresentativéH NMR spectra of PEGzPHPMA\ diblock copolymers formed at
10 wt% HRVA by route Banalyzed at 300 MHz in GGOD. The spectral intensities were
normalized to the PEG mCTA at 3.63 ppns i g n.a | ibo)

Kinetics and conversion data forformulations formed by routes A and B
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Fi 8§2Ki netic plots of formulations formed by
I n each case an inflection point has been i

which shows the onset of particle aggregatio



PHPMA [HPMA]/

PHPMA [HPMA)/

Method Target DP wt% Conversior]  Method Target DF  wt% Conversior
Route A 100 10 >99% Route B 100 10 >99%
Route A 100 15 >99% Route B 100 15 >99%
Route A 100 20 >99% Route B 100 20 >99%
Route A 100 25 >99% Route B 100 25 >99%
Route A 200 10 >99% Route B 200 10 >99%
Route A 200 15 >99% Route B 200 15 >99%
Route A 200 20 >99% Route B 200 20 >99%
Route A 200 25 >99% Route B 200 25 >99%
Route A 300 10 >99% Route B 300 10 >99%
Route A 300 15 >99% Route B 300 15 >99%
Route A 300 20 97% Route B 300 20 >99%
Route A 300 25 98% Route B 300 25 >99%
Route A 400 10 >99% Route B 400 10 >99%
Route A 400 15 >99% Route B 400 15 >909%
Route A 400 20 97% Route B 400 20 >99%
Route A 400 25 99% Route B 400 25 >909%

Table S1.Summary offinal conversios as assesséy 'H NMR spectroscopyor the 100%
light intensityphotoinitiated(route A)and thermally initiatedroute B)PISA formulations.



Supplementary SEC dta for routes A and B

129 | 1.11 1.11 1.17 1241 1.14 1.13 1.18 — PEG,;

] ] AN — PEG,;-b-HPMAo,
— PEG;-b-HPMA,,
— PEGy5-b-HPMAL,
— PEG5b-HPMA,o,

=
1

1.03

/

o
»

1.25

Normalized dw/ dlogM
o
o

Normalized dw/ dlogM
o o
N [«

0.

1000 10000 100000 1000000 1000 10000 100000 1000000
MW/ g mol* MW/ g mol*t
71 60 |
60 - .
ISE §4o -
2407 ® Route A = 0]
030 4 oY ]
o= ® Route B %0
=20 A 2‘5
= ] — Linear 10
10 (Expected)
04 : : : : 0 T T 1
0 100 200 300 400 0 20 40 60 g 100
DP HPMA % Conversion

Fig. S3. Representativ&kl SEC tracedor PEG1s-b-HPMA diblock copolymers formed at
10wt% HPMA using 5 mM NHBFs in DMF as the eluenData forroute A(l) and routeB
(1) are shown along with th& values Key: In each caseRPEG3 (black tracg, PEGizb-
HPMAu100 (red trace), PEGs-b-HPMA2qo (green trace), PEs-b-HPMA3z00 (Mmagenta trace)
and PEGiz-b-HPMA4qo (blue trace) are showi.anel lllshows the calculateld, values for
route A(red circle$ androute B(black squaresderived diblock copolymers showim panels

| and Il, using PMMA standardsError bars represent 10% errdihe blacklinear trend
shows theexpectedM, values.Panel IVshowsSEC data from the kinetic study of PE&b-
HPMAzqo formed by routes Ared) and B (black). Lefaxis: M values of polymers formed
by route A (red circles) and route B (black squares), the black linear trend shaxpeioted
Mn values Right axis:J values of polymers formed by route A (red diamonds) and route B
(black diamonds).



Supplementary TEM data for formulations formed by route A

Figure S4 Representative TEM images of PE&b-HPMA 00 formed at 10 wt% HPMA
(S+W).

Figure S5. Representative TEM images of PE&b-HPMA 00 formed at 15 wt% HPMA
(W).











































































