Sample Name:

Poly(methyl methacrylate—co,,4,m»—n-butyl methacrylate)
—block—poly(2-hydroxyethyl methacrylate)-block—
poly(N,N-dimethylaminoethyl methacrylte)

Sample #
P19682-MMAnBuMAran-b-HEMA-b-DMAEMA
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Composition:

M, x 10* (g/mol)
[MMAnBuMA-HEMA-DMAEMA]

29.6-b-37.7-b-5.3

SEC of MM AnBuMAran [first block]:

Sample ID-PD19682-1

M,/M;

1.1

MMA : nBuMA molar ratio

55:45

Synthesis Procedure:

The above ABC-type triblock copolymer was synthesized by
living anionic polymerization. First, methyl methacrylate
(MMA) and n-butyl methacrylate (n-BuMA) were co-
polymerized; then 2-[trimethylsilyloxy]ethyl methacrylate
(hydroxy-protected HEMA monomer) was added to obtained
the diblock copolymer; followed by addition of N,N-
dimethylaminoethyl methacrylate monomer. To remove TMS
group, the obtained triblock copolymer was precipitated into
acidic methanol solution.

Characterization:

The ratio between MMA:nBuMA was calculated by '"H NMR
spectroscopy. Molecular mass of the first block was
determined by size exclusion chromatography (SEC); and
molecular masses of the other blocks were calculated from
NMR and compared to SEC data for the 1% block.
Polydispersity index (M,,/M,) was determined SEC.
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H NMR spectrum of MM AnBuMAran:
g
1H NMR (500 MHz; CDCI3): P19682-1 T
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Dp: MMA=137, nBuMA=112.
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SEC of MM AnBuMAran-b-HEMATMS [protected diblock]:

'H NMR of MMAnBuMAran-b-HEMATMS-b-DMAEMA:

Sample ID-PD19682-2
Concentration (mg/mL) 2.0061
Sanple d/dc (ml/g) 0.0840
Method File PSBOK-June30-2015-0000.vcm
Colum Set 3xPL 11136300
Solvent THF
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P196822 01wt 53,450 58,972 60,404 1103 1.0403
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H NMR spectrum of MMAnBuMAran-b-HEMATMS:
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1H NMR (500 MHz, CDCI3): P19682-3 a
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Dp: HEMA(TMS)=290, DMAEMA=34.

'H NMR of MMAnBuMAran-b-HEMA-b-DMAEMA

(triblock copolymer after deprotection of the 2™ block):

b

1H NMR (500 MHz, DMF-d7): P19682-final

» CHs CHy CH3 CH3
%\‘/wﬁ M y

'l i 7
CH3 HC. HzC\ HzC\
. TgRe 1 pem o g
HoC oH N
h e ¢ He” e
i s s
DMF
T N0
35
® NN
m,c PAVAAN biekp
flaq |

H20™ 3.48

— —_ an —— e w

- N ® o ~ v o o« 3 o
) S S i © S 9 9 © I
o © 0 o - © N - ~ o
5.0 46 42 38 34 30 26 22 1.8 1.4 10 06 0.2

Page 2 of 2
(v.1-01)



