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Figure 1. 1H NMR of PPLG (DP=75) functionalized with A) primary amine, B) secondary
amine, C) dimethylethanamine, and D) dimethylpropanamine
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Figure 2. 'H NMR of PPLG in DMF
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Figure 3. Titrations with increasing pH A) primary amine, B) secondary amine, C)
dimethylethanamine, D) diethylamine, and E) diisopropylamine.



Electronic Supplementary Material (ESI) for Soft Matter
This journal is © The Royal Society of Chemistry 2011

R
Fﬁ

[ —
>

.,l‘, g 9 C - S j? °L° 2
o S < ) o o @ ~
o o~ o~ o ~— ™M ~— el [(e}
) T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T 1
90 85 80 75 70 65 60 55 50 45 4 35 30 25 20 15 10 05
f1 (ppm)

Figure 4. PPLG (DP=75) functionalized with diethylamine in D,O after titration
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Figure 5. Titrations with increasing pH and decreasing pH for PPLG (DP=75) functionalized
with A) primary amine, B) secondary amine, C) dimethylethanamine, D) dimethylpropanamine,
E) diethylamine, and F) diisopropylamine.
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Figure 6. A) CMC determination by fluorometry using a pyrene probe for diethylamine
substituted PEG-b-PPLG in pH 5.5 and 9 buffer and B) AFM image of diethylamine substituted
PEG-b-PPLG at pH 9.21 and The AFM images are 2 by 2 um.
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Figure 7. '"H-NMR for PEG-b-PPLG functionalized with diethylamine hydrolyzed at pH 9 at
various time points. The peak marked with a is from the triazole ring attached to the polymer by
the ester linkage and the peak marked with b is from the triazole ring attached to the alcohol after
the ester has been hydrolyzed.



Electronic Supplementary Material (ESI) for Soft Matter
This journal is © The Royal Society of Chemistry 2011

A 100

[6] x 103 / deg cm2 dmol-!

B 100
=0 Days =0 Days
——1Day = 80 ——1Day
-2 Days g 60 -2 Days
— 3 Days o — 3 Days
——5Days § 40 ——5Days
=9 Days 2 2 -9 Days
26 Days s 26 Days
— % 0 //I L
5 255 * -20 255
)
-40
-60

A(nm)

A(nm)

Figure 8. CD spectra of PPLG (DP=75) functionalized with secondary amine taken at various
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Figure 9. A) Value observed at 222nm at various pH values as a function of time for PPLG
(DP=75) functionalized with primary amine, B) PPLG (DP=75) functionalized with
dimethylpropanamine, C) PEG-b-PPLG functionalized with diethylamine, and D) PEG-b-PPLG

functionalized with diisopropylamine.



Electronic Supplementary Material (ESI) for Soft Matter
This journal is © The Royal Society of Chemistry 2011

F FL

Figure 10. Amplitude AFM images (2.5 um by 2.5 pm with a z scale of 1.5 nm) of polyplexes
formed with dimethylethanamine PPLG with degree of polymerization of A) 75 and B) 140.
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