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Research on heteroatom doping of carbon materials for advanced electrochemical devices such as fuel
cells became prominent over the last decade to improve longevity and performance, with phosphorus-
containing, nitrogen-free carbons seldom investigated. Here, we show that precursors coated with P-
containing carbon, as supports for noble metal catalysts, enhance the performance and durability of
cathodes in fuel cell operation. Simple wet coating of a series of carbon substrates with ionic liquids and
subsequent pyrolysis at 400 °C produced carbon materials with homogeneously distributed phosphorus
atoms. This process is applicable to a variety of different carbons, yielding P-content up to 3.0 wt% with
POz~ and PO, like species as confirmed by XPS-measurements. Fuel cell test systems revealed not only
superior performance but also enhanced durability. The results show that small amounts of surface
phosphorus on carbon supports have a positive impact on key characteristics including reduced ohmic
and cathode transfer resistances. In addition, durability and ORR activity were improved with neither the
morphology nor the geometry being significantly affected. We explain our observation regarding
different modifications of the structure and surface of carbon materials as being due to new and

favourable active sites provided by the bond length, atomic radius, and electronegativity of the
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Accepted 5th Decermber 2022 introduced phosphorus species. The novelty of this approach is the formation of PO, like species from

ionic liquids at relatively low pyrolysis temperatures, which promotes improved ORR activity. lonic liquids
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can serve as precursors for heteroatom-containing carbon-based materials with improved properties,

rsc.li/sustainable-energy opening a new avenue for the fabrication of devices in which carbon-based materials are utilized.

The utilization of carbon materials containing heteroatoms
(also often referred to as heteroatom-doped carbons, although
the content of heteroatoms might be quite high) such as

1. Introduction

Carbon materials are widely used in different energy conversion

technologies such as fuel cells, batteries or supercapacitors.*
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nitrogen, sulphur, boron or phosphorus aids in improving
various characteristics of the said technologies. Heteroatom-
containing carbons provide a series of beneficial features in
comparison to their non-doped counterparts due to their
different numbers of valence electrons, atomic radii, binding
energies, and electronegativity (EN). This results in changes of
the carbon matrix where open edges (induced by defects) or the
doped groups themselves provide active sites where the desired
reaction takes place.”> For example, nitrogen can form five
different configurations in a graphitic system: pyrollic,
graphitic, pyridinic or as pyridinium and pyridine oxide.**
Nitrogen-containing carbons are known to have a positive
impact on the oxygen reduction reaction (ORR) of noble metal
catalysts (i.e., stability and durability) and may even be suitable
as standalone metal-free electro-catalysts in some cases.>”
While nitrogen doping and the synthesis of N-containing
carbons have been extensively studied, research on the utiliza-
tion of the doping with the higher homologue, phosphorus, is

This journal is © The Royal Society of Chemistry 2023
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comparatively rare. Therefore, studies on synthesis and char-
acteristics of P-containing carbon (PCC) materials might help to
improve the performance and durability of different technolo-
gies where carbon materials are already utilized.

2. Theory

Phosphorus is a promising heteroatom dopant to alter carbon
properties in beneficial ways for utilization in various fields of
technology. First of all, P creates hydrophilic acidic surfaces
when incorporated into graphitic structures.® This surface
modification arises from residual phosphate (O-PO;) and
phosphite (O-PO,) species which induce high water affinity.
Additionally, treating carbons with P-containing precursors
increases acidic properties in the respective carbon materials.
Several studies with different analytical methods confirmed the
formation of acidic groups possessing proton affinity where the
quantity of acidic groups is mostly linear to the P-content.’™*
Furthermore, an increase in proton conductivity can be induced
by acidic groups. Another advantage of PCCs is that the P-
containing surface groups enhance oxidation resistance of
carbon supports by acting as physical barriers.'” This avoids the
burn-off (degradation) of the carbon support in reactions
involving oxygen, for example during the catalytic oxidation of
toluene to benzoic acid. These characteristics of PCC noble
metal catalyst supports were also reported by other groups.’'* A
further advantage of P-containing carbons is their enhanced
electrical conductivity compared to phosphorus-free materials.
With increasing P-content in both tetrahedral-amorphous (ta)
and diamond-like (dl) carbons, the electrical conductivity of the
resulting PCC materials could be increased."*” This phenom-
enon was explained by substitution of phosphorus into the
carbon structure and increasing graphitization, though no
experimental evidence was provided by the authors. Nonethe-
less, other investigations proved the graphitizing properties of
phosphorus at high temperatures (up to 3000 °C) when intro-
duced in phenol-formaldehyde-based carbon fibers.' The dis-
played advantages of phosphorus doping, such as the formation
of hydrophilic species and acidic surfaces, and enhanced
durability and electronic conductivity promote the use of PCCs
in various technologies where the utilization of carbon
substrates already takes place.

The coating and pyrolysis method used in this work allows
for a large variety of options for electrochemical applications
because theoretically any carbon substrate may be suitable for
the presented method of generating P-coated carbon materials.
The ionic liquids were used as a precursor for the formation of
P-containing carbon on the surface of commercial carbon
substrates. The heteroatom-doping is not limited to phos-
phorus alone. Co-doping with nitrogen or other elements is also
possible by adjusting the used ionic liquid. In this work, the
resulting P-coated materials were examined by X-ray photo-
electron spectroscopy (XPS), and the pressure-dependent
conductivity of the powders was measured. The suitability of
P-coated carbons as catalyst supports for fuel cell utilization was
investigated by half and full cell measurements. The results
showed superior fuel cell characteristics for P-coated carbon
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catalyst support materials including increased electrical
conductivity, and improved activity, durability, and stability.

3. Synthesis

Details of all experimental methods and parameters, measured
data points and fitting procedures as well as NMR spectra and
reaction conditions are given in the ESL}

Phosphorus-coated carbon materials were synthesized by the
wet impregnation method followed by pyrolysis in a tube
furnace. For the wet impregnation method, 1 mmol of ionic
liquid was dissolved in 25 mL of isopropyl alcohol and added to
0.5 g of pristine carbon black or carbon nanotubes. The mixture
was slowly stirred and heated at 80 °C to evaporate isopropyl
alcohol. The coated carbons were then heated at 400 °C under
a N, atmosphere in a tube furnace. These coating and pyrolysis
conditions turned out to be the optimum among many various
tested settings. For example, other conditions included solvents
like ethanol or acetonitrile, higher/lower ratios of ionic liquid to
the carbon substrate and heat treatment at 800 °C and 1000 °C.
Detailed information regarding the optimization process will be
given below.

Platinum deposition for half-cell measurements was per-
formed by chemical reduction using a modified literature
method." For a typical deposition, 50 mg of carbon material
was mixed with 53 mg of hexachloroplatinic acid hydrate
(40 wt% platinum content) and 9 mL of water in a flask. The
mixture was placed in an ultrasonic bath for 30 min. Then,
36 mL of ethylene glycol was added to the mixture. The chem-
ical reduction was performed at 120 °C bath temperature for
24 h under reflux. Purification was achieved by washing with
ethanol and centrifugation. The platinum-decorated carbon
was dried at 80 °C.

4. Results and discussion

The physicochemical characterization of the synthesized ionic
liquids is described in the ESL} We analysed the thermal
properties via differential scanning calorimetry (DSC) and
thermo-gravimetric analysis (TGA), the dynamic viscosity via
a rheometer, specific and molar conductivity by means of
impedance spectroscopy and self-diffusion coefficients via
PFGSTE NMR. Furthermore, the correlation between the
transport properties was estimated using Walden and Nernst-
Einstein relations. The molecular structures, abbreviations and
full descriptions of the ions used in the ionic liquids are
provided in the ESI in Fig. S1.} The main article will focus on
PCC materials and their characterization. The first approaches
and following optimization steps leading to the final synthesis
procedure alongside the parameters are described in the ESL.}
We choose to focus our investigations on Vulcan®-XC72R
carbon black (referred to as CB) and multi-walled carbon
nanotubes (referred to as CNT) because these two materials
hold the most promising potential for fuel cell applications.
The fuel cell tests are presented in the ESI (see Fig. S9-S111)
and were conducted using a phosphorus-coated carbon black
material. Carbon black was used as the substrate and the ionic
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liquid [P,44,][DEP] as the phosphorus source. For this material,
dichloromethane was used as organic solvent and pyrolysis was
conducted at 800 °C. The phosphorus content in the corre-
sponding sample was 0.10 wt% and the resulting increase in
powder conductivity was 8.1% (4.1 S cm™ ). The material is
referred to as P-CB in the figures and paragraphs related to fuel
cell testing. Three diverse types of settings were used for fuel cell
testing: without plasma treatment, with plasma treatment by
FEM (denoted as PT-FEM) and with plasma treatment by Plas-
matreat GmbH (denoted as PT-PTR). Plasma treatment prior to
catalyst deposition was proven to have beneficial effects on the
cathode performance.”® Investigations showed that plasma
partially destroys the PTFE coating in the membrane electrode
assembly, ensuring a thin hydrophilic layer which enables
proper Pt electrodeposition at the catalyst layer and preserves
the humidity of the membrane. Since plasma treatment occurs
on the material surface and is easily controllable, the rest of the
microporous layers remains hydrophobic. Thus, the removal of
excess water during fuel cell operation could still be promoted
reducing flooding of the catalyst layer. The coexistence of both
hydrophilic and hydrophobic moieties through plasma treat-
ment boosts fuel cell performance and is therefore desirable.
Full cell measurements were carried out for cathodes consisting
of a simple gas diffusion system (GDS) and those coated with
pure CB and P-CB, respectively. As stated in the ESL} a plat-
inum-phosphorus alloy (denoted as PtP) with a phosphorus
content of 1 wt% was used as an ORR catalyst. For all displayed
results, the anode and the cathode gas stoichiometry coefficient
Awas 3.

The results indicate that the cathode charge transfer resis-
tance is the major factor in terms of MEA-performance. The
positive effect of phosphorus coating can be seen in the resis-
tance values of the Ujj-curves. For all three types of measure-
ments, gas diffusion systems (GDSs) coated with P-CB
possessed the most favourable Ujj-curves and therefore the
highest cathode performance and durability. This suggests that
phosphorus groups provided by P-CB function as carriers for
a proton conduction mechanism from the anode to cathode.
Thus, acidic phosphorus groups can improve proton conduc-
tivity, benefiting overall fuel cell performance. In addition,
phosphorus coating increases not only the performance but
also the durability of cathodes which can be seen when
comparing the results of aged cathodes. This behaviour
confirms the beneficial influence of phosphorus for carbon
support materials. In terms of overall resistances, the P-CB
samples showed especially lower cathode charge transfer and
oxygen diffusion resistances due to improved electrical
conductivity, lower hydrophobicity and therefore a higher ECSA
and a lower R, of the electrodeposited PtP catalysts. In the whole
fuel cell testing, the gas diffusion systems coated with P-CB and
prepared with plasma treatment from Plasmatreat GmbH are
the most favourable and promising samples toward the ORR of
all investigated combinations of the investigated material.

Lu et al.** investigated the incorporation of phosphorus in
a platinum layer near the surface, which may be similar to the
used phosphorus-doped platinum catalyst. The authors found
that both current and power density could be significantly
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boosted by P incorporation in full cell measurements. The
authors suggested that structural advantages such as concave
Pt-defects from inhomogeneous bond lengths from Pt-P lead to
lattice distortion and micro strains, which boosts ORR activity.
This stems from a reduction in the energy barrier between
adsorbed water and adsorbed oxygen. Convex Pt-defects seem to
be inactive for ORR activity. In a similar fashion, PCCs with
their structural and electronic advantages may have a boosting
effect on the PtP-catalyst used for the fuel cell investigations.

For the sample description the following format was used:
“carbon material/ionic liquid” for the formation of PCCs. The
most promising combinations of carbon substrates and ionic
liquids were determined by preliminary half-cell-measurements
(see Fig. 1). Half-cell measurements were conducted using CV
and RDE techniques in a three-electrode arrangement. The
charging profiles and electrochemical active surface areas of
platinum-deposited PCC were obtained from CV measurements
in N,-saturated electrolyte. Mass specific activity towards the
ORR was determined with an RDE setup measuring oxygen
reduction in O,-saturated electrolyte. The mass specific activity
towards the ORR is a good indicator to identify combinations of
carbon substrates and ionic liquids suitable for subsequent full-
cell measurements. To determine the general effect of the
coating procedure and temperature treatment a blank coating
was performed. For this blank sample, the respective carbon
material was subjected to the general coating procedure but
without addition of the ionic liquid, which reveals the effects
the thermal treatment itself might have on the ORR character-
istics of the carbon materials.

Fig. 1a and b show the resulting activities and Table S17} the
corresponding platinum loadings of the prepared catalysts. A
clear trend can be observed. Catalysts with P-coated carbons
increase the mass specific activity compared to catalysts with
the pure and untreated material. In addition to the increase in
mass specific activity, every catalyst with phosphorus-coated
carbon black shows superior ORR activity compared to the
HISPEC® 4000 platinum standard (nominally 40 wt% Pt/C,
Johnson Matthey). For catalysts with P-coated carbon nano-
tubes, the increase of mass specific activities is not as remark-
able as for P-coated carbon black, but nonetheless significant.
Wu et al®® achieved similar results, where the half-wave
potential in LSV curves could be significantly reduced for P-
doped carbon hollow spheres. This increase in the ORR
activity of catalysts with P-coated carbons from ionic liquids is
promising for fuel cell applications. According to the RDE
measurements, the coating procedure seems to have remark-
able impact on the ORR activity of catalysts for both carbon
substrates. For carbon black catalysts, the effect of the coating
procedure towards mass specific activity is quite strong. The
activity of catalysts with blank CB surpasses not only the
untreated material but nearly all coated materials as well. This
may be a hint that a simple low temperature tempering of
carbon-based materials in catalysts may suffice to have positive
effects on ORR activity and hopefully immobilization of the
noble metal catalyst with regard to long-term stability and
durability. A similar phenomenon has been reported in the
literature for activity towards the ORR* and electrical

This journal is © The Royal Society of Chemistry 2023
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Fig. 1 Results of half-cell measurement of platinum deposited on pure and P-coated carbon materials in 0.1 M HCIO,4. Mass specific activity of
carbon black (a) and carbon nanotubes (b). Current per mass of platinum for carbon black (c) and carbon nanotubes (d). HISPEC® 4000 (platinum

standard, nominally 40 wt% Pt@C) and the blank sample in comparison.

conductivity*® due to graphitization at high temperatures.
Regarding the method used in our investigations and stated
earlier, a temperature treatment at 1000 °C was proven to
decrease the ORR activity for catalysts from both P-coated
carbon black and carbon nanotubes. A simple low tempera-
ture treatment with formation of phosphorus groups on the
substrate surface prior to catalyst preparation seems to be
remarkably more efficient in terms of mass specific activity
towards the ORR, specifically for carbon nanotube catalysts.
Liu et al.*®*® also investigated carbon nanotubes and found
that Pt-decorated P- and P,N-doped CNTs possess increased
stability in comparison to Pt-CNTs based on CV measurements.
The authors suggested a higher binding energy for Pt bound to
surface P and P,N and thus increasing the catalyst stability. Zhu
et al. observed a similar trend when P was introduced in N-
doped CNTs. The loss of mass activity for the P,N-CNTs was
19.3% after 5000 cycles in ADT, where the activity loss for N-
CNTs was 50%. The authors suggested that P,N-doping
favours the electron transfer to Pt, lowering the energy barrier
for O, adsorption. Other literature***-** studies report similar
observations, where P- or P,N-doping carbons showed increased
activity and stability compared to heteroatom-free or single-
doped carbons. The advantage of the presented approach is

This journal is © The Royal Society of Chemistry 2023

not limited to single-doping. With ionic liquids, co-doping of
P,N may be achievable. Half-cell measurements of Pt,P,/C
materials showed increased activity and stability in several
literature reports.***” Phosphorus in the Pt catalyst has
a remarkable effect on ORR activity, presumably due to
complete incorporation of P in the catalyst lattice without
forming new phases. Lattice disorder in concave active sites
decreases the binding energy of Pt-OH species, resulting in
increased ORR activity.

A closer look at the two most promising combinations,
Pt@CB/[P4442][HexPE] and Pt@CNT/[P444,][BenzPE] (designa-
tions [tri-butyl-ethyl-phosphonium][hexyl phosphonic acid
ethyl ester] and [tri-butyl-ethyl-phosphonium][benzyl phos-
phonic acid ethyl ester], respectively), revealed that phosphorus
coating has not only an impact on mass specific activity towards
the ORR but also increases the current during ORR processing.
Fig. 1c and d display the measured currents relative to the
amount of platinum on the electrode of HISPEC® 4000,
untreated, blank and the respective P-coated materials. The
data reveal that the platinum mass-specific currents of P-coated
materials exceed those of the HISPEC® 4000 platinum stan-
dard. P-coating increased the mass-specific current of untreated
carbon black by almost 90%. For carbon nanotubes the effect is

Sustainable Energy Fuels, 2023, 7, 752-762 | 755
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less pronounced, yet significant as the current was increased by
nearly 30%. A comparison between blank samples and P-coated
materials shows that catalysts with heteroatom-containing
carbons are superior to catalysts with pure carbon materials.
Despite high mass specific activities of Pt@CB(blank) samples,
they show only 66% of the current provided by Pt@CB/[P4442]
[HexPE] during the ORR process. For CNT materials, the
correlation of mass specific activity and current relative to the
platinum mass shows a more linear behaviour. This phenom-
enon is in good agreement with other approaches reported in
the literature, where P-containing carbon exhibited excellent
characteristics for the ORR application.”*** Half-cell measure-
ments reveal that P-coating of carbon black and carbon nano-
tubes increases both the ORR activity and current output. Lu
and co-workers* made similar observations for their samples,
where P was incorporated near the surface of the platinum
layer. Both specific and mass activity were increased. In
a similar fashion, P on the carbon surface may promote bene-
ficial active sites for platinum nanoparticles.
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The most promising P-coated materials were shown to be
Pt@CB/[P444][HeXPE] and Pt@CNT/[P4442][BenzPE]. The
platinum-decorated combinations were further characterized
by means of electrochemical (Koutecky-Levich-plot), electronic
(TEM) and structural (XRD) examinations as well as elemental
(EDX), electronic (SEM) and structural (XPS) investigations for
the pure materials. The Koutecky-Levich-plots of platinum-
decorated samples with and without P-coating are shown in
Fig. S7{ with the respective average number of electrons . It
can be seen that all four samples show a four-electron-
mechanism for the oxygen reduction reaction as expected for
the platinum-decorated catalysts.>*** The sample Pt@CB(pure)
shows a non-linear plot, which can be attributed to a relatively
poor RDE measurement. As can be seen in Fig. S8, the current
densities for Pt@CB(pure) measured for the rotational speed
above 100 rpm are significantly lower than those for the sample
Pt@CB/[P,442][HexPE]. Therefore, the obtained plot should be
interpreted with caution. Nonetheless, all platinum-decorated
materials promote an ORR desirable 4-electron-mechanism.

(b)

Fig. 2 TEM-images of the CB-based materials; (a) and (b) represent Pt@CB(pure) and (c) and (d) represent Pt@CB/[P4442l[HexPE].
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To further investigate if P-coating affects the particle size and
distribution of the decorated platinum nanoparticles, TEM-and
XRD-measurements were carried out. TEM-images are shown in
Fig. 2 and 3 and can be used to estimate the distribution of
platinum nanoparticles on the material. As shown in the
figures, platinum is evenly distributed for both CB samples
without forming cluster regions. It can be concluded that
Pt@CB/[P4442][HexPE] shows a slightly more homogeneous
distribution than Pt@CB(pure), with the latter possessing
a blank area in the bottom middle region of Fig. 2a. The results
may indicate for CB-based materials that P-coating prior to the
deposition of the noble metal catalyst leads to a more homo-
geneous distribution and slightly smaller noble metal particles.
A homogeneous distribution of platinum nanoparticles was
also achieved by Willinger et al.** who studied the platinum-
carbon interface of different carbons. As shown in Fig. 3, for the
CNT-based materials no significant blank spaces are observed
for the P-free samples, indicating evenly distributed nano-
particles. In contrast, the sample Pt@CNT/[Py44,][BenzPE]

a)
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shows a significant number of areas without nanoparticles. The
majority of platinum particles are heterogeneously distributed,
and small clusters have been formed, identified by the large
dark regions in the knots and threads of the nanotubes. In the
studies of Liu et al.>>*° the platinum nanoparticles decorated on
P-doped CNTs were homogeneously distributed and showed no
significant clusters. This difference between the CB- and CNT-
based materials may be attributed to the difference in their
morphology and surface area nature. CB consists of micro-sized
spherical carbons with a surface area (BET) of around 240 m>
g ', whereas CNTs are micro-scale threads with a BET surface
area of around 67 m> g~ '. The applied method of platinum
deposition by chemical reduction may henceforth be more
suitable for CB-based materials than for CNT-based samples.
Nonetheless, there are similar approaches for the chemical
modification of carbon black**** and carbon nanotubes,**** as
already described in the literature.

Lastly, platinum-decorated carbon materials were analysed by
powder X-ray diffraction (XRD). The corresponding values

(d)

Fig. 3 TEM-images of the CB-based materials; (a) and (b) represent Pt@CNT(pure) and (c) and (d) represent Pt@CNT/[P4442][BenzPE].

This journal is © The Royal Society of Chemistry 2023
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Table 1 Results of the Rietveld-refinement of platinum-decorated CB and CNTs; platinum row Pt shows the results corresponding to the
platinum nanoparticles, and carbon row C-2H shows the results for the carbon phase; Lo, is the crystallite size, w the weight-%, and a and c are

the crystallite sizes along the a- and c-axes, respectively

Phase Parameter Pt@ CB(Pure) Pt@ CNT(Pure) Pt@CB/[P,44,|[HexPE] Pt@CNT/[P444,][BenzPE]
Pt Lyor (nm) 2.2 2.6 2.1 2.7

© (Wt%) 51.4 53.0 48.6 54.7

a (A) 3.93 3.92 3.93 3.92
C-2H Ly (nM) 1.0 5.5 0.9 5.5

® (Wt%) 48.6 47.0 51.4 46.3

c(4) 7.2 6.84 7.17 6.84

obtained from the analysis for platinum-phase Pt and carbon-
phase C-2H are presented in Table 1. First, the given values for
the weight-%  should be treated with caution due to a high
uncertainty. The general errors concerning stacking probability
are estimated to be 5%. The uncertainty of the platinum loading
can be assigned to the uncertain classification of the carbon
phase, resulting in a difficult quantification of the platinum
phase. Additionally, the quantification is hindered due to
different adsorption coefficients of both phases. Therefore, the
measured values from XRD are much higher in comparison to
the ones obtained by TGA, see Table S1.} The (002)-reflex of the
carbon phase is the most dominant factor influencing the g-axis
(abbreviation a in Table 1) in the platinum phase. The results
indicate that the CB-based materials have a much broader line
width than the CNT-based samples. A crystallite size of 0.9 nm is
remarkably similar to amorphous graphene and equals approx-
imately the size of three graphite layers. The crystallite sizes of
the CNT-based materials for both the platinum and carbon
phases are slightly smaller than those for the CB-based samples.
Similarly, the CNT-samples show a significant elongation along

(a) SEM

the c-axis (abbreviation ¢ in Table 1) in comparison to the value of
6.71 nm found in the literature,*® which can be attributed to the
nature of the modification of the carbon nanotubes itself. The
carbon nanotubes are not considered as typical graphite and may
contain residual elements like nickel from their synthesis
procedure. The deposited platinum is, after reviewing all results,
nanocrystalline. The Rietveld-refinement showed that platinum
is in a Cu-type fcc, in agreement with the literature.’®*

Fig. 4 shows SEM images with the corresponding elemental
maps of carbon and phosphorus of synthesized PCC materials.
The coating procedure did not alter the macroscopic
morphology of the carbon substrate as it has been investigated
during the initial stages of process optimization. The results
associated with CB/[P,44,|[HexPE] are displayed in Fig. 4a-c,
and phosphorus is mainly evenly distributed with the exception
of minor local clustering. The overall P-content in the sample
was 1.4 wt% and 2.5 wt% in the cluster region. Fig. 4d-f show
the results for CNT/[P,44,][BenzPE], where phosphorus is very
evenly distributed without any cluster formation. The overall P-
content according to EDX-measurement was about 2.6 wt%. The

(c) P

Fig. 4 SEM-image with the corresponding EDX-maps of CB/[P4445][HexPE] (a)—(c) and CNT/[P444,][BenzPE] (d)-(f). Blue dots in (b) and (e)
represent the spots of carbon and green dots in (c) and (f) represent phosphorus detection.
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Table 2 Powder conductivity of pure and P-coated carbon materials
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p o a P-content (EDX)
(gem™) (Sem™) increase by PCC coating (%) (Wt%)
CB pure 0.48 3.82 — —
CB/[P444,][HexPE] 0.54 4.30 +12.6 1.4
CNT pure 0.42 9.56 — —
CNT/[P,44,][BenzPE] 0.51 9.68 +1.3 2.6

presence of phosphorus on the surface of carbon materials
confirms the successful coating of different carbon materials
with the usage of P-containing ionic liquids.

The investigation of conductivity is important for future
application in fuel cells or other electronic devices. Table 2 gives
an overview of the results for some of the carbon materials,
where density, conductivity, increase in conductivity by phos-
phorus groups and P-content are displayed. The results show
that phosphorus coating may increase the electrical conduc-
tivity depending on the tested carbon substrate. P-coating of
carbon black-based materials leads to an increase of conduc-
tivity by 12.6% with an overall phosphorus content of 1.4 wt%.
The effect of phosphorus is significantly lower for P-coated
carbon nanotubes, where only 1.3% increase in conductivity is
observed with an overall P-content of ca. 2.6 wt%. This may be
due to the 2.5 times higher conductivity of untreated carbon
nanotubes compared to that of untreated carbon black. This
observation leads to the assumption that the positive effect of
phosphorus coating on conductivity may be linked to the
conductivity of the carbon substrate. The higher the conduc-
tivity of the untreated material, the lower the effect of P-coating
on the conductivity. Different carbon substrates of both low and
high conductivity could be investigated to assess this hypoth-
esis. Nonetheless, a positive effect of P-coating on the conduc-
tivity can be observed within this work. In contrast to nitrogen,
where positive charges at indirect neighbouring carbons (in the
form of P-O-C bond formation in the presented work) are
induced, phosphorus doping induces the active site on the
phosphorus atom itself.> This results from the lower electro-
negativity of phosphorus compared to carbon; since phos-
phorus acts as an electron donor, the phosphorus atom will be
positively charged.

In order to investigate the surface chemistry of P-coated
carbon materials, XPS spectroscopy was used, as shown in
Fig. 5. The P-2p XPS spectra shown in Fig. 5 were fitted by two 2p
doublets. As constraints, the intensity ratio of the 2p;/, and the
2p1,» contributions of each doublet was set to 2: 1 and the spin
orbit splitting was fixed at 0.87 eV (ref. 48) which is close to the
value of 0.84 eV, as given in Moulder's standard handbook.*’ As
can be seen, phosphorus doping was successful for all samples,
and phosphorus is present in two different species: PO;~ and
PO,  like. None of the other known phosphorus binding
species with the other atoms present, such as C-P or P-P were
detectable.*® The binding energies for the investigated materials
are listed in Table 4 and are in good agreement with data re-
ported in the literature.”* For P-coated carbon black, the two
most promising combinations in terms of ORR-activity were

This journal is © The Royal Society of Chemistry 2023

investigated and the XPS results are displayed in Fig. 5a and b.
For CB/[P4442][DEP] (designation [tri-butyl-ethyl-phosphonium]
[diethyl-phosphate]), the majority (95%) of phosphorus is
PO, like bound and the minority (5%) of phosphorus is PO;™
like bound. The binding characteristics of CB/[P444,][HexPE] are
in pronounced contrast to these results. In this sample, the
majority (64%) of phosphorus is PO;~ like bound, whereas the
minority (36%) of phosphorus is PO, like. The results for P-
coated carbon nanotubes, represented in Fig. 5c and d, are
more consistent. Both CNT/[Py4,][DEP] and CNT/[P,445]
[BenzPE] possess almost only PO, like P-binding, with only 1%
or 2% of PO;~ like phosphorus. The ratio of PO;™ and PO, like
species in the samples may be traced back to the nature of the
anion in the IL. For [Py, |[DEP] with a phosphate anion the
results are as expected. The same is found for [P,44,][HexPE]
where a phosphonate anion leads to mainly PO;~ species. The
exception is the IL [P44,][BenzPE] which promotes the forma-
tion of PO, species only, supposedly due to the reactive
benzoyl structure in the anion. Table 3 shows the element
content from XPS-measurements in at%. The oxygen to phos-
phorus atomic ratio from Table 3 is in accordance with the
ratios of PO; /PO, like species and confirms that CB/[Py445]
[HexPE] provides the highest P-content. This trend in phos-
phorus content is in good agreement with the TGA results
presented in Fig. S8 and Table S5,} where [P,444,][DEP] showed
the highest degree of residue-free decomposition per formula
unit. With regard to the C1s spectra (see the ESI}) we suggest
the formation of C-O-P and P-O-P bridges between respective
elements. Based on the C1s spectra, we propose that C-O-P-
bridges make up the majority of P-O-species in the material.
However, without data referring to the acidic nature of the
carbon material a valid statement on P-OH-groups is not
possible. Nonetheless, the presence of acidic groups on the
surface has to be considered and would be in agreement with
the literature.** Isolated PO;~ and PO, groups are likely
formed on the surface after pyrolysis, but connected PO;~ and
PO,  groups (i.e. P,Oq-species) are also possible. The differ-
ences in the integrated area in the C1s spectra attributed to C-O
or C-P groups and overall O-content are affected by the shake-
up satellites of carbon corresponding to C-C-bonding®~*
Further details on this matter are described in the ESL.}
Characterization of the surface chemistry of these innovative
approaches towards creating P-doped carbons is barely inves-
tigated. Nonetheless, already described synthesis of PCC
materials by other methods may serve as comparison to this
novel technique. For example, Larrude et al*° identified
different bonding environments for phosphorus in the XPS

Sustainable Energy Fuels, 2023, 7, 752-762 | 759
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Fig. 5 Results from XPS-measurements of P-coated carbon black (a) and (b) and carbon nanotubes (c) and (d).

Table 3 Elemental composition of the samples (in terms of at%) as
derived from XPS data

C (at%) O (at%) P (at%) Na (at%)
CB/[P444,][DEP] 97.2 2.3 0.5 N.A.
CB/[P4442][HexPE] 89.0 8.7 1.9 0.4
CNT/[P444,][DEP] 97.4 2.2 0.4 N.A.
CNT/[P,44,][BenzPE]  94.2 4.6 1.2 N.A.

spectra and reported the respective chemical shifts. The
working group synthesized phosphorus-doped carbon nano-
tubes with triphenylphosphine as the phosphorus source. Both
C-P (129.5 eV) and P-O (133.3 eV) binding characteristics could
be identified. The measurement of the XPS spectra of red
phosphorus and triphenylphosphine served to distinguish
between different bond formations of phosphorus. Differences
between the phosphorus sources and the synthesized P-doped
carbon nanotubes were easily discernible in the XPS-spectra.
Rosas et al.>® also reported chemical shifts of their P-doped
carbon materials derived from lignin and phosphoric acid.
The authors assigned the peaks to both C-PO; and C-O-PO;
bonding environments, where the latter can be seen as PO,

760 | Sustainable Energy Fuels, 2023, 7, 752-762

like binding. The XPS data of Rosas and co-workers indicate
mainly PO;™ species in their P-containing carbon samples that
were synthesized at 500 °C.* In a similar study, Liu et al.**
synthesized P-doped activated carbon by impregnation with
phosphoric acid and pyrolysis at different temperatures
between 200 °C and 1000 °C. The results indicate that, with
higher temperatures, the active phosphorus species switch from
C-PO; and C,-PO, to C-O-POj3, with a maximum of C-O-PO; at
800 °C. The 800 °C sample provided the most promising elec-
trocatalytical activity in half-cell measurements. Liu and co-
workers stated that C-O-PO; species promote interfacial
active sites that boost ORR activity.*® This phenomenon may not
be limited to half-cell-measurements but can also be applied for
fuel cells, with C-O-PO;~ or PO,  species being crucial for
boosting performance. Li et al.>” proposed that oxygen bridges
in C-O-PO;~ or PO, species induce positive charges in the
carbon matrix, promoting active sites and favouring O,
adsorption. By weakening the O-O-bond of O,, the reduction via
4-electron pathway of O, is then conducted. The results from all
working groups are in good agreement with the obtained results
and values displayed in Fig. 5 and Table 4. In this work, PO;™~
and PO, like species in C-O-P setups are formed at noticeably

This journal is © The Royal Society of Chemistry 2023
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Table 4 Binding energies of P 2p signals of the samples as derived
from XPS spectra

Binding energy (eV)

PO, like PO;~ like
Carbon material 2Pas 2Pz 2pas 2Pz
CB/[P,442][DEP] 133.08 133.95 135.43 136.30
CB/[P4442][HexPE] 133.25 134.12 135.06 135.93
CNT/[P444,][DEP] 133.08 133.95 135.16 136.03
CNT/[P4442][BenzPE] 133.38 134.25 136.38 137.25

lower temperatures when utilizing ionic liquids. A pyrolysis at
400 °C is sufficient to form the desired PO,  like-species,
compared to the pyrolysis of phosphoric acid at 800 °C or
500 °C in the studies of Liu et al.*® and Rosas et al.,*® respec-
tively. This shows the advancement of the presented approach
in forming P-containing carbon layers on carbon materials. As
an additional advantage, the method is not limited to specific
carbon substrates with possibly a large variety of carbon mate-
rials being suitable for impregnation with ionic liquids. It is
already reported in the literature*® that POx-like species may
have a beneficial impact on electro-catalytical properties. The
most promising P-containing ordered mesoporous carbon
exhibited a current density similar to a Pt/C catalyst (platinum
standard, nominally 20 wt% Pt) and promoted a four-electron
pathway for the oxygen reduction reaction. Additionally, it is
reported that POx-like species are also formed in the Pt.P,
catalyst, which are considered to have a remarkable effect on
ORR activity.>**” It might be suggested that not only lattice
distortion and the concave Pt-defects, but also POy bond
formation may be beneficial for ORR activity and durability.
Regarding the half-cell measurements conducted in this work,
a similar trend for P-coated carbon materials can be observed.

5. Conclusions

Phosphorus doping of carbon materials proved to be crucial for
boosting both durability and performance of electrochemical
devices such as fuel cells. Phosphonium ionic liquids were
utilized for coating of phosphorus species on carbon materials
and were synthesized by a one-pot synthesis of tri-butyl-
phosphine and a suitable anion precursor. Physicochemical
characterization of both known and novel ionic liquids was
performed (see the ESI}) and revealed a high degree of ion
aggregation. This observed phenomenon might be the reason
for a lower polarity of the ionic liquids resulting in their good
wetting behaviour observed in the nonpolar carbon materials.
P-containing carbon materials were prepared by an adaptive wet
impregnation method followed by pyrolysis at 400 °C. Half- and
full-cell measurements confirmed the beneficial effect of
phosphorus on the surface of carbon materials as catalyst
supports for electrochemical applications like fuel cells with
a four-electron ORR mechanism. Phosphorus-coating increased
the mass activity towards the ORR and the current output in
half-cell-measurements and improved the durability in fuel cell

This journal is © The Royal Society of Chemistry 2023
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test systems compared to phosphorus-free materials and
setups. The XRD and TEM measurements confirmed the
homogeneous distribution of decorated platinum nano-
particles. Successful phosphorus deposition was demonstrated
on both carbon black and carbon nanotubes with 1.4 wt% and
2.5 wt% phosphorus content, respectively. Furthermore,
phosphorus-doping increased the electron conductivity by up to
12.6% for carbon black. The XPS-measurements revealed the
formation of PO;~ and PO, like species on the substrate
surface which are desirable for increasing ORR activity. The
advantage of this study lies in formation of these phosphorus
species at a relatively low pyrolysis temperature of 400 °C
compared to previous studies. In conclusion, the presented
novel approach of utilizing phosphonium ionic liquids as
precursors for phosphorus group deposition via wet impreg-
nation was proven to be suitable for the property modification
of different carbon materials. These observations aid in
enhancing the properties of carbon materials in diverse ways by
a facile method and thus boosting the many applications in
which C-materials are used. This covers in particular also the
catalytic activity, performance, and durability of PEM-fuel cells
by the improved carbon support.
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