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Characterization of the carbon supports

TEM analysis

SCSs were successfully synthesized using a modified Stober method.! Figure S1a shows the TEM image of the RF
resin spheres made from resorcinol and formaldehyde polymerization with an average diameter of 820 + 84 nm
(Figure S1c). Annealed SCSs were obtained by carbonizing RF resin spheres at 900 °C under an N, atmosphere
for 4 h. The obtained annealed SCSs were treated with acid (fSCSs) and are shown in Figure S1b. The TEM images
show that the spheres are polydisperse with a diameter ranging between 250-700 nm (Figure S1c). Shrinkage in
the diameter of the fSCSs (average diameter = 535 + 73 nm) compared to the diameter of the RF resin spheres
was observed. The shrinkage of the spheres is expected and can be attributed to the loss of both the carbon
periphery and the functional groups during carbonization of the RF resin spheres.?? The size of the synthesized
spheres was comparable to the spheres reported by Dlamini (565 nm).!
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Figure S1. TEM images of (a) RF spheres and (b) fSCSs, and their corresponding (c and d) particle size
distributions.

Thermogravimetric analysis
The thermo-oxidative stability of the SCSs and fSCSs was studied in air using the TGA technique. The TGA and
the corresponding derivative profiles of the SCSs and fSCSs are shown in Figure S2a and S2b respectively. The
acid-treated SCSs were less stable than the parent SCSs. The first derivative peaks below ca. 100 °C can be
attributed to the loss of moisture. The carbon atoms on the edges of the carbon spheres can react with oxygen
upon exposure to air.* The derivative peak at ca. 241 °C in the DTG profile of the fSCSs can be attributed to the
presence and thus thermal removal of the functional groups on the edges of the fSCSs. The calculated weight
loss due to the functional groups was estimated to be 7%. The onset of oxidative degradation of the SCSs was
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at ca. 420 °C whereas the fSCSs started to degrade at ca. 368 °C. The last derivative peaks at ~ 653 and 608 °C
for SCSs and fSCSs respectively are associated with the oxidation of graphitic carbon in the core of the SCSs. The
shift of the derivative peak of fSCSs to a slightly lower temperature (-45 °C) shows that acid treatment creates
defects on the structure of the SCSs resulting in less thermo-oxidatively stable carbon spheres. The TGA profiles
show that no residues were left at 900 °C, which confirms that the samples do not have impurities.
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Figure S2. (a) TGA and (b) DTG profiles of SCSs and fSCSs.

PXRD and Raman analysis

The PXRD (Figure S3a) profiles of both SCSs and fSCSs show a broad peak at 24.0° and another peak at 44°. The
two peaks were indexed as the (002) and (100) reflections of carbon.®> The Raman spectra (Fig 3b) of the SCSs
and fSCSs show two Raman peaks at (1345 and 1358 cm™) and (1594 and 1598 cm) respectively which
correspond to the D and the G bands. The D band is associated with the defects in the carbon structure.®” The
G band is associated with stretching of the C-C bond in the sp? graphitic domain.®’ The intensity ratio of the D
and G bands was used to estimate the degree of graphitization in the carbon structure and was estimated to be
1.02 and 0.96 for the SCSs and fSCSs respectively. Acid treatment of SCSs created more defects in the carbon
structure and as a result, a decrease in the Ip/lg ratio was observed.
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Figure S3. (a) PXRD profiles and (b) Raman spectra of SCSs and fSCSs.
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BET surface area analysis

The surface area and the porosity of the carbon spheres were analyzed using nitrogen physisorption. Figure S4
shows the isotherms of the SCSs (a) and fSCSs (b). The results obtained show that acid treatment of the SCSs did
not alter the physisorption properties of the carbon spheres as both samples have similar isotherms. The surface
properties of the carbon spheres are shown in Table S1. The BET surface area of the SCSs and fSCSs were found
to be 557 and 531 m?/g respectively. The pore size of the carbon spheres remained the same (0.23 nm). The
isotherms can be classed as a mixture of type | and IV.>® The data thus indicate that no major structural changes
occurred on the SCSs surface after acid treatment.
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Figure S4. N, adsorption-desorption isotherms of the (a) SCSs and (b) fSCSs.

XPS and FTIR analysis

The surface and elemental composition of the fSCSs were analyzed using the XPS technique. The XPS spectra
(Figure S5a) shows that the fSCSs are composed of carbon, oxygen, and nitrogen with binding energy of 284.5,
532.2, and 400.1 eV respectively. The atomic % of Cls, Ols, and N1s were determined to be 80.2, 16.8, and 3.0
respectively. The presence of nitrogen can be attributed to the acid treatment of the parent SCSs. Also, Zhao et
al. proposed that when ammonia solution is used as a catalyst in the RF polymerization it can also act as a
nitrogen source.’ The authors proposed that the N groups were incorporated into the polymer during the RF
polymerization. The deconvolution of the C1s XPS spectrum (Figure S5b) of the fSCSs, shows 5 types of carbon
species with peaks in the spectrum that correspond to C-C sp? (284.2 eV), C-C sp3 (284.6 eV), C-O (285.8 eV),
C=0 (288.0 eV), 0-C=0 (289.2 eV) indicating successful functionalization of the SCSs. The deconvoluted O1s
spectra shows two peaks corresponding to C=0 (532.7 eV) and C-O (531.3 eV) functional groups.
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Figure S5. (a) XPS spectra, (b) Cl1s spectra, and (c) Ols spectra of the fSCSs.

In alignment with the XPS data, FTIR spectroscopy was used to confirm the presence of surface functional
groups on the carbon supports. The FTIR spectra (Figure S6) of the CSs, show that the oxygen-containing
functional groups become detectable after oxidation with acid. For the SCSs (Figure S6a), the band at 1058 cm~
L can be assigned to the stretching mode of the C-O group.'? The acid-treated SCSs (Figure S6b) show prominent
bands at ca. 1717 and 1601 cm™ corresponding to the stretching vibrations of C=0 from carboxylic functional
groups and the C=C stretching mode of aromatic rings.'3 The band at 1217 cm™ can be assigned to the
stretching mode of the C-O from alcohols or ether functional groups. The band at 3420 cm™ can be assigned to
the O-H group from residual water adsorbed on the surface of the CSs and/or to surface carboxyl groups.*3
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Figure S6. FTIR spectra of the (a) pristine SCSs and (b) functionalized SCSs.
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Characterization of the catalysts

XPS analysis

The Pd 3d XPS spectra showed two main peaks corresponding to 3ds;; and 3ds/, (Figure S7c and S7d). From the
deconvolution of the Pd 3ds/; peak, it can be noted that the Pd species exists as, Pd (335.2 and 335.0 eV), PdO
(336.4 and 336,3 eV), and PdO; (337.8 and 337.7 eV) for the Pd/SCSs and Pd/fSCSs. The Pd in the oxide form is

due to exposure of the Pd surface to air.**
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Figure S7. Deconvoluted (a,b) O1s spectra and (c,d)Pd 3ds. spectra of Pd/SCSs and Pd/fSCSs catalyst
respectively.

The N content on the Pd/SCSs (1.2%) was found to be less than that of the Pd/fSCSs (2.6%) Each peak due
to the N could be deconvoluted into peaks associatied with N-pyridinic, N-pyrollic, N-graphitic and N-oxide
groups at ca. 398, 399, 410 and 405 eV.

Table S1. Binding energy and % surface content for the N peaks in the Pd/SCSs and Pd/fSCSs (XPS data)

Catalyst N-Pyridinic N-pyrollic N-graphitic N-oxide
Pd/SCSs 398.0 (0.2%) - 401.1 (0.6%) 405.5 (0.2%)
Pd/fSCSs - 399.4 (2.2%) 400.9 (0.5%)  404.8 (0.4%)

Page S6 ©AUTHOR(S)



Issue in honor of Professor Graham Hutchings ARKIVOC 2024, jii, S1-S8

TEM analysis of the spent catalysts

500 m _’

Figure S8. TEM images of the spent catalysts and their corresponding particle size distributions (a) Pd/SCSs and
(b) Pd/fSCSs.
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