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1. NMR spectra
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Figure 1: "H-NMR spectrum of 2 recorded in DMSO-d6.
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Figure 2: 'H-NMR spectrum of 3 recorded in CDCIj.
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Figure 3: 13*C-NMR spectrum of 3 recorded in CDCl;.



2. FTIR spectra

The ATR-FTIR spectra of the monomers 2 and 3 are given in The spectrum of 2 shows a sharp ab-

1

sorbance peak originating from the C=O stretching of the carboxylic acid at 1675 cm™. In addition, a broad ab-

sorbance peak is observed around 2800 cm™!, which originates from the OH stretching of the carboxylic acid.
The carboxylic acid groups of 2 are converted into acyl chloride groups upon treatment with thionyl chloride

(SOCl,) revealing monomer 3. The C=0 stretching of the acyl chloride shifts to 1740 cm™ in the spectrum of 3.
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Figure 4: ATR-FTIR spectra of 2 and 3.

3. Film thickness

The film thickness of the polyamide films prepared on silicon wafers is shown in All films showed to
have a low light reflectivity, and therefore an extremely low intensity. In combination with a high surface roughness,

the fitting of the ellipsometric spectra gives raise to a high error in these measurements.
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Figure 5: The film thickness of polyamide films on silicon wafers. MPD-based polyamides are represented by red
squares (O), and PPD-based polyamides by black circles (O). The error bars represent the 95% confidence interval

calculated from 3—5 measurements.

4. Contact angle

The contact angles of the prepared polyamide films are shown in Interestingly, the measured contact
angle for our TMC-MPD film is much lower as compared to values reported in literature, that vary between 60—80°[1--
3]]. These literature values are measured on TMC-MPD films deposited on a porous polymeric support, whereas here
the films are supported by a silicon wafer.

The 3-MPD films prepared with 0.1 w/v% acyl chloride seem to have a relatively high contact angle as compared
to all other polyamide films. However, all films were washed with excess water after synthesis, except for these
films. Due to their fragility these films could not be washed with water, and therefore their contact angle could be
overestimated.

In general, the films prepared from both 3-MPD and 3-PPD show to have a lower contact angle as compared to
their TMC-based analogues. This is surprising, considering the increased monomer size, and thus reduced amount of
amide groups per unit volume for 3-based polyamides. The lower contact angle can be explained by a higher amount

of unreacted end-groups, and thus a lower cross-linking density.
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Figure 6: Contact angle of polyamide films on silicon wafers. MPD-based polyamides are represented by red squares
(O), and PPD-based polyamides by black circles (O). The error bars represent the 95% confidence interval calculated

from 5 measurements.

5. Thermogravimetric analysis

Figure 7| shows the mass loss as function of temperature for the monomers 2 and 3.

The mass loss as a function of temperature and the corresponding gases evolved for polyamide powders is given

in[Figure 8|for MPD-based polyamides, and in [Figure 9|for PPD-based polyamides.



100
75t
< 3
(V)]
© 50F
=
2
25+t
O I 1 I 1 I 1
0 200 400 600

Temperature (°C)

Figure 7: Mass loss as function of temperature for 2 and 3. All traces were obtained under a nitrogen atmosphere,

with a heating rate of 10 °C min’!.
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Figure 8: TGA-MS spectra of (a) TMC-MPD and (b) 2-MPD obtained under a nitrogen atmosphere with a heating
rate of 10 °C min™!. The top graphs show the mass loss as function of temperature. The bottom graphs show the
evolved gases. The tracked m/z values are H,O (m/z=18, blue, —), HCI (m/z=38, red, —), C;H; (m/z=39, fragment

originating from aromatic ring, green, —), and CO, (m/z=44, black, —).



100 F a 100 \ b
SRS 8 75f
7 7
© " © L
s 50 s 50
251 TMC—PIPD . . 25 3-PPDI . .
10—10 _ H20 . ."'.""n 10—10 _ HZO
g AL TTOUPO T g ........................
+J +J
5 1071t ¢ 5 1071t ¢
— CO ', —
8 f"- C=H 8 F C02 _C3H6
E 10_12 E ‘,.,v":.”“ Smtuaer “:.'13'.\‘6 5 10_12 E_ ﬁ.’“",.u, e Ky “.HC|
o aenans™ ":-m'.'-:.':.»;«----*"‘="‘HCI o omessteetteinsiefdanpanat it
10—13 - 1 1 1 10—13 - 1 1 1
0 200 400 600 0 200 400 600
Temperature (°C) Temperature (°C)

Figure 9: TGA-MS spectra of (a) TMC-PPD and (b) 2-PPD obtained under a nitrogen atmosphere with a heating rate
of 10 °C min™'. The top graphs show the mass loss as function of temperature. The bottom graphs show the evolved
gases. The tracked m/z values are H,O (m/z=18, blue, —), HCI (m/z=38, red, —), C;H; (m/z=39, fragment originating
from aromatic ring, green, —), and CO, (m/z=44, black, —).



6. Scanning electron microscopy

Top-view scanning electron micrographs of a bare PAN support are given in [Figure 10}

Figure 10: Top-view scanning electron micrographs of a PAN microfiltration support. (a) 10.000x magnification, (b)

50.000x magnification, and (c) 10.000x magnification with a stage angle of 45°

7. Clean water permeance

shows the water flux as function of transmembrane pressure (TMP) for all membranes. All membranes

show a linear dependence of the flux on the TMP, where all fits pass through the origin.
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Figure 11: The clean water permeance for (a) 0.1 w/v% TMC, (b) 0.1 w/v% 3, (¢) 0.2 w/v% 3, and (d) 0.3 w/v% 3.

MPD-based membranes are represented by red squares (0) and PPD-based membranes by black circles (O).
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