Sample Name: Thiol terminated Poly (acrylic acid)

Sample #: P41183-AASH
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Synthesis Procedure:
The polymer was synthesized by ATRP polymerization
process. The following reaction scheme shows how the
product was prepared:

HO S\S OH
s OH
HO™ TN N W /l\l/
384 283 283 3.84
in CdCI3
S O]
HO s r
* 4.8
367 279 2.79 367
in DMSO
o
CH
o /\/5 /\/O 3
o \S
Br
CH3
HaC "
Br CHs f
oo
Ne—
£
CHz H
HEt B Te. & s 2 ol _&p _bte (TR
Br cJl.Cc [o] C
R o O R \c/|{‘c/| < (l:-o
| ) Ha i Fo bogy CF
| " CHg CH3 “ f o
_G=0C=0 o o
Q \ e
G-CHs cZCHs hae S CHs e
HsC Chg e Mo Cleavage
CHs M i
o Ay g
H—S/ N~ \C/\‘[\C/ITﬂZ |_
Hy I Hy t=o c=o
O CH; o
o
Yomchy o
Hydrolysis of ester HC' & CH3 L
o H
CH3 e, |
4 2
e N c/—I—C/C‘l'ﬁ—C—Br
\ Hy o |
CHg ?=O c——=o
OH OH

The product was characterized by size exclusion
chromatography (SEC) and *H NMR.

H NMR spectrum of the macroinitiator:
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H NMR spectrum of the Disulfide form:
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H NMR spectrum of the free thiol form:
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SEC elugram of the PtBuA-S-StBuA:

P41183-tBUA-S-S-tBuA

Concentration (mg/mL)

6.1843

Sample dn/dc (mL/g)

0.0840

Method File

PS99K-May-2018-0000.vem

Column Set

3x PL 1113-6300
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2055 4268 10210 | 5344
2463 3556 | esie | asss
1970 15 2845 T -
B g g
£ L & o H
1476 1% 2134 s120 of 2672 o
2 = 3 E
g Ef ] E
5 o985 {2 1423 [ 3206 g 1781 &
& E E E
:
403 {7 711 1703 | sor
0.00 000 Jusras .‘. i L 000 000
8001000 1200 1400 1600 1800 2000 2200 2400 2600 2800 3008200
Retention Volume (mL)
P41183-BUA-S-S-TbuA_0OLvdt Refractve ndex —— Rightangle LightScatering
Low Angle L ———— viscomewr-pP
Sample Mn (Da) Mw (Da) Mw/Mn IV (du/g) Mp (Da)
P41183-tBuA-S-S-~ | 72,628 203,379 2.800 1.8139 119,470
P41183-tBUA-S-S-tBuA
Concentration (mg/mL) 1.8336
Sample dn/dc (mL/g) 0.0840
Method File PS99K-May-2018-0000.vem
Column Set 3x PL 1113-6300
Solvent THF
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Retention Volume (mL)
P41183-1_01(1653) vdt Refractve Index Right Angle Light Scattering
Low Angle L Viscometer - DP
Sample Mn (Da) Mw (Da) Mw/Mn IV (du/g) Mp (Da)
P41183-1_01(1653 | 53,239 208,253 3.912 1.8271 126,004

After Hydrolysis of tert-butyl ester:
PAA-SH Mn: 30,000 Mw/Mn: 1.8
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