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S1. EXPERIMENTAL
S1.1. Molecular weight of PANI
The molecular weight of PANI base is determined from its intrinsic viscosity [n],
according to the Mark-Houwink-Sakurada equation:

Inl=K.M%  (S1)
where K and o are constants for a particular polymer—solvent pair at a particular
temperature. Poly(p-phenylene terephthalamide) has a rigid chain with conjugated
double bonds similar to PANI. Therefore, in a first approximation the values of K =

1.95x107% and a= 1.36, characteristic of this polymer in H,SO, medium, were used for

PANI!. The estimated molecular weight of the PANI base is 6,300 Da (R? = 0.97).

S1.2. Measurement of the Seebeck coefficient



The home-made device used to measure the Seebeck coefficient is presented in Fig. S1.
Once the base temperature has been stabilized, a voltage (20 mA) is applied to the 300
Q heater to produce a thermal gradient through the sample. Fig. S2A shows that the
thermoelectric voltage is very stable before applying the voltage to the heater. This is
achieved by stabilizing the temperature for a couple of hours, so that the gradient inside
the sample is less than 1 mK. This is an important factor for obtaining reliable
measurements. Upon heating, the thermoelectric voltage increases progressively up to a
thermal gradient of =2.5K. At this moment, the heater is switched off and the relaxing
voltage is monitored as the thermal gradient decreases. In Fig. S2B the lineal adjustment
between the voltage and thermal difference between the edges of the sample can be

observed. The slope of the curve is the Seebeck coefficient.
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Fig.S1. Scheme of the home-made device that measures the Seebeck coefficient.
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Fig.S2. Voltage before and after applying current (A) and adjustment of voltage curves
after applying thermal gradient (B).

S2. RESULTS

S2.1. FTIR

The carbonyl band is used to characterize the amount of PVAc bound to the NH groups
of PANI by analyzing the vibrations of free (vc—o) and bound (vc—o--pn) carbonyl
groups. After subtraction of the baseline, the intensity of the two peaks at 1730 and
1715 cm!, respectively, is estimated by fitting two Gaussians to the data (Fig.S3B).
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Figure S3. A) Carbonyl region of the FTIR absorption spectra of composites of
increasing PANI concentration. The intensities of the spectra are normalized with
respect to the peak of free C=0; B) Fit of two Gaussians to the data for the P30L70
film. The areas under the two peaks are assigned to bound (vc-o..un) and free (ve-o)

carbonyl groups.

The areas under the peak correspond to the relative amount of C=Oyguq (Ap) and

C=Ogee (Ag). Nevertheless, here the fraction of H-bonded carbonyl groups (f b) is
roughly calculated by Eq. S2, where a is the ratio of the molar absorption coefficients.

A value of 1.5 was taken for the a ratio, according to previous studies?.

Ay /a

fb:Ab/a+Af

(52)

From another point of view, the locations of the oy, Q and B bands are indicative of
the doping level of PANI3#. At low PANI contents, the band maxima are observed at
higher wavenumbers compared to pure PANI. On increasing the PANI content, the
bands ony ™ and B gradually downshift to wavenumbers similar to pristine PANI (Fig.
S4A-B). Concerning the Q band, it is located at higher wavenumbers than pure PANI
for composites with PANI contents below 34% (shifting from 1575 to 1565 cm! on
increasing PANI from 5 to 25 %wt.); it further downshifts to 1556 cm ! in the range
spanning from 34 to 46% wt and finally, decreases to 1541 cm! for PANI contents >50
%wt (Fig. S4A). At PANI loadings below 30 % wt, a probable partial deprotonation
may explain the band locations. A gradual increase in the doping level, along with H-

bonding with PV Ac, accounts for further downshift >.
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Figure S4. Shifts of PANI FTIR bands upon increasing the PANI %wt in PANI-PVAc
composites: A) wanumbers of the dny™ (squares) and Quinoid band (Q) (circles) and B)

bencenoid band (B).

S2.2. XRD

The XRD pattern of neat PANI exhibits partial crystallinity with characteristic
reflections at 20 = 9.3, 15.1, 20.5, 25.6, 27.1 and 30.0° and a broad asymmetric
scattering of the amorphous phase. These structural features are indicative of the
orthorhombic structure of ES-I type. The most intense reflection at 20 = 25.6° is due to

periodicity perpendicular to the polymer chain ©.

The same PANI features are observed for composites with PANI contents > 17% wt. In
order to evaluate the PANI phase contribution in the composite films, the normalized
diffractogram of amorphous PVAc was subtracted from the normalized composites
patterns. The obtained difference patterns were used to estimate the degree of
crystallinity of the PANI phase (X.). The intensities of the peak at 20= 25.6° the
crystallite sizes (L), estimated from the widths of the peak at 25.6°, and X, are presented
in Table S1.

Table S1. Intensity of the peak at 26= 25.6° crystallite size (L) estimated from the
width of the peak at 25.6° and degree of crystallinity (X.) of the PANI phase within the

composites.
PANI (wt %) Intensity L(x10-1° m) X (%)
17 0.011 - 19

21 0.021 - 24




25 0.015 - 23
34 0.024 29.8 30
40 0.033 342 37
43 0.033 47.6 39
46 0.035 51.3 37
55 0.057 60.4 48
100 0.068 57.3 57

S2.3. Mechanical properties
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Fig. SS. Stress-strain curves until rupture of pure PVAc and PANI-PVAc composites:
P10L90, P20L80 and P30L70

0.1 i I
1
0.01
5 1e3
L = after stretching
%‘ 1E4 o  before stretching
% 1Es] !
=]
°
é 1E-6
1E74
1E-84 . . : : :
10 15 20 25 30
PANI (% wt.)

Figure. S6. Changes in conductivity of P10L90, P20L80 and P30L70 composites after
tensile testing.



S2.4. Thermal stability
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Fig. S7. TGA and DTG (inset) curves of PANI-HCI, PVAc and PANI-PVAc
composites: P/0L90, P20L80 and P30L70.
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