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Figure S1: Infrared spectra of PHEMA in the 400-1900 cm range (a), compared with the
calculated spectra for syndiotactic (b), heterotactic (c), and isotatic (d) triads.

Figure S2: Infrared spectra of PMACC in the 400-1900 cm™ range (a), compared with the
calculated spectra for isotatic (b), syndiotactic (c), and heterotactic (d) triads.

Figure S3: Raman spectra of PHEMA in the 100-1900 cm range (a), compared with the
calculated spectra for syndiotactic (b), heterotactic (c), and isotatic (d) triads.

Table S1: Assignment of INS spectra of PMACC.

Table S2: Assignment of INS spectra of PHEMA.
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Figure S1: Infrared spectra of PHEMA in the 400-1900 cm® range (a), compared with the
calculated spectra for syndiotactic (b), heterotactic (c), and isotatic (d) triads.
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Figure S2: Infrared spectra of PMACC in the 400-1900 cm® range (a), compared with the
calculated spectra for isotatic (b), syndiotactic (c), and heterotactic (d) triads.
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Figure S3: Raman spectra of PHEMA in the 100-1900 cm™! range (a), compared with the calculated
spectra for syndiotactic (b), heterotactic (c), and isotatic (d) triads.



Table S1:. Assignment of INS spectra of PMACC.

Wavenumber / cm! . -
Approximate Description
(average values)
2995 vCH>, vCHs
1808 Two-quanta transitions
1577 BsCHs + BCOH
1457-1433 Bs CHs, Bas CHs, BCH2 scissor
1356 BCH: wag + BCOH
1282 BCH2 wag + oCHs
1230 BCH: twist, oCHs
1217 BCH-2 twist, oCH3
1147 oCHs+ vC-O
1080 oCHs
1032 vCC (side group)
954 VasCN
863 vas CN
716 vs CN (gauche)
620 OCH>—~C—CH2 (main chain)
539 OCH>-CH>-O (side group, gauche)
465 ON(CHzs)s
450 ON(CHzs)s
417 ON(CHzs)s
374 oN(CHs)s
326 ©CHs
292 ©CHs
268 wCHs
144 Deformation with CH...Cl stretch
86 External modes region

Values in bold identify sharp bands or otherwise well-defined maxima. The remaining values
correspond to the approximate centre of broad features or shoulders. v = stretching; f =bending;
o =rocking; § = skeletal angle deformation; t = torsion.



Table S2: Assignment of INS spectra of PHEMA.

Wavenumber / cm! Approximate Description

2964 vCH2, vCHs

1762 Two-quanta transitions
1453 BCH?: scissor, Bas CHs
1380 Bs CHs + wCH2 + BCOH
1280 BCH: twist

1238 BCH: twist

1105 oCH2CH>
1026 oCHs

956 oCHs

880 vC-C, vC—CHs

855 CH: wag

765 OCH>-C-CH:

600 tOH"

520 00O-CH>-CH2 (gauche)
475 00-CH>—CHa (trans)
367 tCHs

322 tCHs

267 0C-O-C out-of-plane
221 Deformation with OH...O stretch
173 Deformation with OH...O stretch
97 External modes region

Values in bold identify sharp bands or otherwise well-defined maxima. The remaining values
correspond to the approximate centre of broad features or shoulders. v = stretching; f =bending;
o = rocking; & = skeletal angle deformation; t = torsion.



