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We have recently undertaken comprehensive computational studies predicting possible crystal

structures of the as yet unknown phosphorus carbide as a function of composition. In this work, we

report the synthesis of amorphous phosphorus–carbon films by pulsed laser deposition. The local

bonding environments of carbon and phosphorus in the synthesised materials have been analysed by

x-ray photoelectron spectroscopy; we have found strong evidence for the formation of direct P–C

bonding and hence phosphorus carbide. There is a good agreement between the bonding environments

found in this phosphorus carbide material and those predicted in the computational work. In particular,

the local bonding environments are consistent with those found in the b-InS-like structures that we

predict to be low in energy for phosphorus:carbon ratios between 0.25 and 1.

& 2012 Elsevier Inc. All rights reserved.
1. Introduction

There has been much interest in carbon nitride since the
prediction that b-C3N4 should have a hardness equal to or greater
than diamond [1]. However, synthesis of this material has proven
to be difficult and success to date has been limited to mixtures of
the a- and b-C3N4 phases in the form of nanoparticles and
nanocrystals embedded in an amorphous network [2–4]. For this
reason, in recent work we have used computational approaches to
study related materials, including carbon nitrides with a lower
nitrogen:carbon ratio [5]. We have also undertaken a detailed
computational study of possible crystalline forms of phosphorus
carbide [6–9]. By studying structures for a range of compositions,
we have been able to predict the preferred local bonding envir-
onments of carbon and phosphorus as a function of composi-
tion [6]. When the phosphorus content is low, the preferred type
of structure is phosphorus-doped graphite (Fig. 1a), in which the
carbon is sp2 hybridised, the phosphorus is two-coordinated and,
formally, there are delocalised electrons. However, when the
phosphorus content is \20 at%, the preferred structures contain
sp2 hybridised carbon and four-coordinated, formally hypervalent
phosphorus (Fig. 1b and c). We call structures with these local
bonding environments b-InS-like, regardless of stoichiometry,
ll rights reserved.

).
because for the 1:1 stoichiometry the structure with these local
bonding environments has the same space group and atoms at the
same special positions as the b-InS structure. These structures can
also be considered as phosphorus-substituted graphite with P–P
bonds between the phosphorus atoms in adjacent layers. In these
‘‘pillared’’ or b-InS-like structures, it is also possible for phos-
phorus to occupy the three-coordinate sites and carbon the four-
coordinate sites, but this is higher in energy than the reverse.
Another type of structure considered in the computational studies
is pseudocubic-like, in which the carbon is sp3 hybridised and the
phosphorus is three-coordinated (Fig. 1d). Structures of this type
generally have a relatively high energy of formation from the pure
elements, although they may be the preferred type of structure
when the phosphorus content is high (450 at%) [6]. We are now
interested in testing these theoretical predictions of preferred
local bonding environments by synthesising phosphorus carbide
materials.

Phosphorus-doped carbon and phosphorus carbide films have
been previously produced by ion implantation of trimethylpho-
sphine into polyethylene [10], RF plasma CVD [11–13], cathode
arc deposition [14], pulsed laser deposition [8] and magnetron
sputtering [15]. However, the formation of crystalline phosphorus
carbide has not been observed. These experimental reports
suggest that the incorporation of small quantities of phosphorus
into carbon favours sp2 hybridised carbon over sp3 [16,17],
consistent with our predictions. Combined experimental and
computational studies of fullerene-like phosphorus carbide have
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Fig. 1. Preferred structures for different PxCy compositions: (a) phosphorus-doped graphite for P4C27; (b) b-InS-like structure for PC3; (c) b-InS-like structure for PC;

(d) pseudocubic-like structure for P4C3. The light grey and the darker purple atoms are carbon and phosphorus, respectively, and the black lines show the unit-cell

boundaries. Images of structures were produced with VESTA [21]. (For interpretation of the references to colour in this figure caption, the reader is referred to the web

version of this article.)

J.N. Hart et al. / Journal of Solid State Chemistry 198 (2013) 466–474 467
also been reported previously [15,18–20]; the results indicate
that the preferred structures when the phosphorus content is low
include highly curved graphene sheets. This is consistent with our
prediction that graphite-like structures are usually distorted and
buckled, with the phosphorus adopting a pyramidal geometry [6].

These previous experimental reports suggest that phosphorus
carbide materials have applications as semiconductors, electro-
chemical electrodes, electron field emitters and tribological coating
materials [13,15–17,20]. It has been found that incorporation of
phosphorus in amorphous carbon films significantly increases
conductivity, resulting in materials that are promising as electrode
materials for electroanalysis [14]. Also, phosphorus carbide thin
films have been studied as biocompatible coatings. For example,
Kwok et al. [22–24] reported an improved haemocompatiblity of
phosphorus-doped diamond-like carbon (DLC) films compared to
undoped DLC films. Additionally, the studies of Kelly et al. [25] and
Regan et al. [26] indicate that phosphorus-doped DLC thin films
exhibit good neurocompatibility and enhanced neuronal adhesion
compared to undoped DLC.
2. Experimental methods

Phosphorus–carbon films were deposited on n-type single
crystal (100) silicon ð � 1 cm2Þ substrates by pulsed laser deposi-
tion. Targets for ablation were produced by pressing a mixture
of red phosphorus and graphite powder under a 10 t load to form
a disc with a diameter of 16 mm. Targets were made with a
phosphorus content up to 37 at%. The target was mounted on a
rotating stage in a stainless steel chamber evacuated to � 10�6 torr.
The output of an ArF excimer laser (Lambda-Physik, Compex 201,
193 nm wavelength, 10 Hz repetition rate, � 25 ns pulse length)
was focused onto the target; the focal spot size on the target was
� 1 mm2, giving an incident energy fluence of � 8 J cm�2

ð � 3� 108 W cm�2Þ. The deposition time was 20 min. The silicon
substrate was mounted perpendicular to the target surface normal
at a distance of � 9 cm from the target. Substrates were heated
both during and after film deposition (while still under vacuum in
the deposition chamber) by placing a 250 W incandescent light
bulb behind the substrate; a thermocouple was attached to the
substrate to allow the temperature to be monitored. The films were
analysed by scanning electron microscopy (JEOL JSM 5600LV),
which showed that they were dense with a smooth, featureless
surface. The film thickness was measured by atomic force micro-
scope (Bruker Multimode) imaging over a step in the film created
by masking part of the substrate during deposition. The thickness
increased as the phosphorus content increased, due to the higher
ablation rate of phosphorus compared with carbon [8], and was
typically � 302100 nm.

X-ray photoelectron spectroscopy (XPS) was used to deter-
mine the chemical composition of the outer few nanometres of
the deposited films. Areas of � 4 mm� 3 mm on each sample
were analysed with a Thermo Fisher Scientific Escascope spectro-
meter, with an AlKa (1486.6 eV) X-ray source operated at 280 W
(14 kV, 20 mA). The analyser had a pass energy of 30 eV; the use
of a relatively high pass energy was necessary for an adequate
count rate. Wide-scan survey spectra were obtained between
binding energies of 1000 eV and 0 eV with a step size of 1.0 eV.
Subsequent higher energy resolution scans over variable binding
energy ranges with 0.1 eV steps were recorded for specific
elements of interest (C 1s, O 1s and P 2p). The operating vacuum
during analysis was � 5� 10�9 mbar.

Fityk version 0.8.6 software was used for peak fitting and
quantitative analysis [27]. The relative quantities of carbon,
phosphorus and oxygen in the samples were determined from
the peak areas, which were weighted by atomic sensitivity factors
of 1.00, 2.85 and 1.25 for carbon, oxygen and phosphorus,
respectively. All spectra were corrected for charging effects with
respect to the carbon 1s peak for sp2 carbon at 284.6 eV [28–30].
To quantify the different bonding environments, the carbon 1s

and phosphorus 2p peaks were fitted with a linear background
and a series of pseudo-Voigt functions. A Shirley background was
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Fig. 2. (a) SIMS depth profiles for oxygen and PO2 for films with two different

compositions. (b) Oxygen content as a function of phosphorus content, measured

by XPS.
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used initially, but was found to give a poor fit, particularly for the
phosphorus 2p peaks. For each sample, all pseudo-Voigt functions
had the same FWHM and Gaussian:Lorentzian ratio. For phos-
phorus, pseudo-Voigt functions were used in pairs representing
2p3/2 and 2p1/2, with the 2p1/2 peak at a binding energy 0.84 eV
higher than the 2p3/2 peak and with half the height. Peak positions
were unconstrained during fitting, except where the peak intensity
was low.

It is known that the carbon 1s XPS peak for pure graphite is
asymmetric [31]. The fitting was repeated for all samples using an
asymmetric peak for sp2 carbon, but the results were not signifi-
cantly different, so the results presented are for the symmetric
pseudo-Voigt functions, since the calculation of ratio of peak areas
is much simpler in this case.

SIMS spectra were obtained using an electronically variable
aperture type gallium ion gun (FEI SD gallium LMIS EVA focusing
column) fitted to a double-focusing magnetic sector mass analyser
(Vacuum Generators model 7035). The system vacuum during
operation was 10�7 mbar. The instrument was calibrated using a
value of 68.93 for the backscattered Gaþ ions. SIMS surface spectra
were obtained by scanning a 3 nA, 25 keV gallium ion beam over an
area of 400 mm� 400 mm while scanning the magnet to accept
secondary ions in the range 0–100 Da, with a step size of 0.05 Da
and a dwell time of 100 ms per step. Dynamic depth profiles were
obtained by continual secondary ion analysis whilst etching
through the sample layer, scanning the ion beam over an area of
130 mm� 130 mm. A gating facility was used to restrict ion counting
to the centre of the etch pit in order to avoid edge effects.

The films were also analysed by laser Raman spectroscopy
using a Renishaw 2000 system with an excitation wavelength of
514.5 nm.
3. Results and discussion

3.1. Composition

The phosphorus:carbon atomic ratio and oxygen content of the
deposited films, measured by XPS, are shown in Table 1. Throughout
this paper, the composition of the deposited films is referred to in
terms of the P:C atomic ratio measured by XPS. Targets with the
same composition can lead to films with different compositions
measured by XPS, probably due to local variations in the composition
of the films and non-uniformity in the composition of the targets.
Both SIMS and XPS indicate that the amount of impurities other than
oxygen is low. For example, the nitrogen content is t2 at%. The
amount of OH, CO and CO2 detected by SIMS is very small, while XPS
indicates that � 10% of the carbon is bonded to oxygen.

SIMS depth profiles suggest that the oxygen content is highest
near the surface of the films (Fig. 2a), suggesting that the oxygen is
adsorbed at the surface after deposition due to exposure to air,
although more oxygen is detected through the bulk of the material
when the phosphorus content is high.
Table 1
P:C atomic ratio and oxygen content of the deposited films measured by XPS.

Target phosphorus content P:C atomic ratio Oxygen content (at%)

at% P:C atomic ratio

0 0 – 4.7

4.1 0.04 0.07 7.3

14 0.16 0.22 12.3

28 0.39 0.29 13.6

28 0.39 0.44 20.0

37 0.59 0.46 18.9
Both XPS and SIMS suggest that the oxygen in the deposited
films is attached predominantly to phosphorus rather than
carbon, consistent with the results of Gorham et al. [10]. XPS
results show an increase in the oxygen content as the phosphorus
content increases (Table 1 and Fig. 2b), while SIMS results
indicate that � 35250% of the phosphorus is detected as PxOy

species (mainly PO2) but o1% of the carbon is detected in the
form of CxOy species.

SIMS results suggest the presence of PxCy species and hence
phosphorus carbide formation. For example, for the two samples
with a P:C ratio (measured by XPS) of � 0:45, � 25% of the carbon
near the surface and � 50% of the phosphorus was detected in the
form of PxCy species (e.g. PC, PC2, PC3). The remainder of the carbon
was detected in the form of pure carbon species (e.g. C, C2, C4) and
hydrocarbons (e.g. CH, C2H, C2H2), while the remainder of the
phosphorus was detected in the form of pure phosphorus species
and phosphorus oxides (e.g. PO2, PO). A typical SIMS spectrum is
shown in the Supplementary Information.

3.2. Raman spectroscopy

The laser Raman spectra for films with no or only a small
amount of phosphorus show a strong peak at � 1550 cm�1

(Fig. 3). This peak is composed of the sp2 carbon D and G signals,
attributed to the breathing mode of sp2 carbon rings and the sp2

carbon stretching mode, respectively [32]. As the phosphorus
content increases, this peak becomes weaker and shifts to a lower
wavenumber, consistent with previous reports [8,13,14]. It is
likely that this wavenumber shift is due to the intensity of the
G component decreasing relative to the D component. This could
be due to either an increase in the sp2:sp3 carbon ratio [8,14] or
increasing disorder in graphite-like regions of the films with
increasing phosphorus content [32]. The overall weakening of
the peak is consistent with the presence of phosphorus disrupting
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the carbon bonding structures. There are no peaks in the Raman
spectra that can be attributed to phosphorus carbide structures;
however, Raman peaks for phosphorus carbide are expected to be
weak in comparison with the strong sp2 carbon peak.

3.3. X-Ray photoelectron spectroscopy

3.3.1. Phosphorus

The phosphorus 2p peak in the XPS spectra can be seen to be
composed of two strong peaks at � 129:670:4 eV and
� 132:570:3 eV (positions are stated for the 2p3/2 component,
Fig. 4); we assign these peaks to phosphorus–phosphorus bonds
and phosphorus–oxygen bonds, respectively.

When fitting the XPS peak to quantify the proportion of
phosphorus involved in these two different bonding environ-
ments, it was found that including additional peaks at � 131:37
0:4 eV and � 133:770:3 eV significantly improved the fit. These
additional peaks were included for all samples. In most cases,
their positions were not constrained during fitting and they were
found at approximately the same binding energy; however, in
cases where the peaks were weak, it was sometimes necessary to
constrain the peak position. We tentatively assign these two
peaks to phosphorus–carbon bonds. Examples of fitting for the
phosphorus 2p peak are shown in Fig. 4.

Our value for the P–P binding energy is in good agreement
with previous reports for pure phosphorus [33,34]. Furlan et al.
[15] also assigned a peak with a 2p3/2 component at � 132:6 eV to
P–O bonds for phosphorus carbide films deposited by magnetron
sputtering. Gorham et al. [10] similarly assigned peaks at
� 131 eV and � 133 eV in the P 2p XPS spectra of phosphorus
carbide films formed by ion implantation to P–C bonds and P–O
bonds, respectively, while Liu et al. [14,17] assigned an XPS peak
at 131.370.2 eV to P–C bonds and a peak at 133.370.2 eV to P–O
bonds.1 Furlan et al. [15] assigned a peak with a 2p3/2 component
at � 130:2 eV to P–C bonds, intermediate between our values for
P–P and P–C bonds. However, Furlan et al. neglected the possibi-
lity of P–P bonds in the films; if P–P bonds were in fact present,
the true P–C binding energy would be higher than the reported
value. In addition, different film deposition techniques are likely
to give slightly different bonding environments, which may
account for the small differences in binding energies.
1 Gorham et al. [10] and Liu et al. [14,17] used only a single peak for

phosphorus 2p in fitting their XPS spectra, rather than using two peaks corre-

sponding to 2p3/2 and 2p1/2. In order to compare our results with these previous

reports, we have repeated the fitting using only a single peak for phosphorus 2p.

In this case, we obtain binding energies of 131.470.3 eV for the first P–C peak and

132.870.3 eV for P–O.
From the computational results, it is possible to predict the
relative positions of XPS peaks associated with P–C bonding in
different environments to aid the interpretation of the experi-
mental results. This is done by calculating the carbon 1s and
phosphorus 2p orbital energies for graphite and red phosphorus
and also for various phosphorus carbide structures. These calcula-
tions were carried out with the CRYSTAL code [35–37], using
the B3LYP hybrid method [38,39] and previously published basis
sets [40–44].2 The orbital energies were calculated after a full
geometry optimisation of all atomic positions and lattice para-
meters, with the structures constrained to the relevant space
group. The equilibrium structure was determined by using a quasi-
Newton algorithm with a BFGS Hessian updating scheme. The
geometry optimisation convergence was determined from both the
root-mean-square (rms) and absolute values of the largest compo-
nent of the gradients and nuclear displacements. For all atoms, the
thresholds for the maximum and rms forces were 0.00045 au and
0.00030 au and those for the maximum and rms atomic displace-
ments were 0.00180 au and 0.00120 au, respectively.

The calculated energies of the phosphorus 2p orbitals for
red phosphorus and various phosphorus carbide structures are
shown schematically in Fig. 5. Phosphorus carbide structures
included are b-InS-like structures with hypervalent phosphorus
(for PC3, PC and P3C4), b-InS-like structures with three-coordinate
2 The calculations of orbital energies for a representative subset of structures

were repeated with the PBE0 hybrid method [45]; all results for relative energies

were consistent with the results from the calculations using the B3LYP method.
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phosphorus (for PC3 and PC) and pseudocubic-like P4C3 (three-
coordinate phosphorus).

It can be seen that for phosphorus in a hypervalent, four-
coordinated bonding environment, such as that found in
b-InS-like structures of phosphorus carbide, an XPS signal would
be expected at a binding energy higher than that of pure
phosphorus (Fig. 5). For phosphorus in a three-coordinated
environment in either b-InS-like or pseudocubic-like structures,
the phosphorus 2p orbital energy is above that for pure phos-
phorus. The number of structures included in Fig. 5 is limited for
clarity; however, the results for other structures are consistent
with those shown. For example, a phosphorus-doped graphite
structure for P4C11 optimises to a very distorted structure in
which there are two-, three- and four-coordinated phosphorus
atoms. For the two- and three-coordinated phosphorus atoms, the
phosphorus 2p orbital energy is between –127.9 eV and –126.5
eV, depending on the exact environment, with a higher coordina-
tion generally corresponding to a lower energy. For the phos-
phorus in an environment with four neighbours (three carbon and
one phosphorus), the 2p orbital energy is lower (–128.2 eV);
however, it is still significantly higher than for phosphorus in
the b-InS-like structures, in which the P–P bond length is shorter.
Hence, four-coordination appears to be the environment that
gives a 2p orbital energy consistent with the XPS results. For a
structure in which all atoms are three-coordinated (e.g. the bct4
structure investigated in the computational study [6]) the phos-
phorus 2p orbital energy is calculated to be moderately low
(–128.3 eV). However, the carbon 1s orbital energy is high
(–276.9 eV), which is not consistent with the XPS results for
carbon (as discussed below), and structures with this bonding
arrangement are high in energy, so are unlikely to be formed.
Note that quantitative agreement between the experimental
binding energies and computational orbital energies is not
expected; it is only relative values of energy that are significant.
Energy / eV

Fig. 7. Calculated carbon 1s orbital energies for various b-InS-like structures

(green dotted lines: PC3; red dashed lines: P3C4; blue dash-dotted line: PC) and

graphite (black solid line). (For interpretation of the references to colour in this

figure caption, the reader is referred to the web version of this article.)
3.3.2. Carbon

For samples containing no phosphorus, only a single peak for
carbon 1s is observed in the XPS spectra (Fig. 6), assumed to be
due predominantly to carbon–carbon bonds. When a small
amount of phosphorus is included, a second peak appears in the
XPS spectrum at � 288:6 eV and this peak becomes stronger as
the phosphorus content increases to a P:C ratio of 0.22. When the
P:C ratio increases further to 0.46, the intensity of this peak at
� 288:6 eV decreases and another peak appears at � 292:6 eV.
Since these peaks only appear when phosphorus is present, they
are likely to be associated with bonding environments found in
phosphorus carbide structures.
The calculated carbon 1s orbital energies for the b-InS-like
structures that contain hypervalent phosphorus indicate that a
peak would be expected in the XPS spectra for these structures at
a binding energy higher than that of carbon in graphite (Fig. 7),
consistent with the experimental observation. The carbon
atoms with this orbital energy (shown in green in Fig. 8) are
bonded only to other carbon atoms, but the orbital energy is
modified relative to that of carbon in graphite by the presence of
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nearby phosphorus atoms. (The calculated carbon 1s orbital
energies for other phosphorus carbide structures are not consis-
tent with the experimental observation of an XPS peak at a higher
binding energy than graphite.) Furthermore, for these b-InS-like
structures, another peak would be expected in the carbon 1s XPS
spectrum, at a lower binding energy than that for graphitic carbon
(Fig. 7). This orbital energy is associated with carbon atoms that
are bonded directly to hypervalent phosphorus (Fig. 8).

Therefore, the carbon 1s XPS peak was fitted with five pseudo-
Voigt functions—one for sp2 hybridised carbon (at � 284:6 eV), one
for carbon bonded to oxygen (at � 286:4 eV), one for each of the
two peaks that appear at high binding energies when phosphorus is
incorporated (at � 288:6 eV and � 292:6 eV) plus one for the peak
that, based on computational results, is expected to appear at a
binding energy lower than that of sp2 hybridised carbon for
b-InS-like structures. Examples of the peak fitting of the carbon
1s peak are shown in Fig. 9. As for fitting the phosphorus 2p peak, in
almost all cases the peak positions were not constrained; a good fit
was obtained with this set of peaks for all samples and the peak
positions were consistent across all samples to within � 0:3 eV.
The binding energy for carbon bonded to oxygen found here
(� 286:4 eV) is consistent with that reported by Mérel et al.
ð � 286:5 eVÞ [28]. The binding energy of the peak that is expected
for the b-InS-like structures at a binding energy lower than that of
sp2 hybridised carbon is 283:370:2 eV.

Only one peak was included for carbon–carbon bonds, rather than
one for sp2 and one for sp3 hybridised carbon, because of the already
high number of fitting parameters. The Raman spectra indicate the
presence of sp2 hybridised carbon and, possibly, that the sp2:sp3

carbon ratio increases with phosphorus content. Therefore, it was
assumed that the majority of the carbon in the films is sp2 hybridised
and the binding energy of the peak attributed to carbon–carbon
bonding in the fitted XPS spectra was set to 284.6 eV. However, it is
not possible to rule out the presence of sp3 hybridised carbon,
particularly in the films with low phosphorus content. If sp3

hybridised carbon is present in a significant quantity, the assumption
that the binding energy of the peak attributed to carbon–carbon
bonding should be 284.6 eV will lead to a small underestimation of
the binding energies of the other peaks.
3.3.3. Correlation between phosphorus and carbon XPS peaks

By measuring the area under the pseudo-Voigt functions, the
proportion of carbon and phosphorus in the different bonding
environments can be quantified. The proportion of carbon
associated with the peaks at binding energies of � 283:3 eV,
� 288:6 eV and � 292:6 eV is shown as a function of composition
in Fig. 10. The intensity of the peak at a binding energy of
� 288:6 eV initially increases with increasing phosphorus content
and then decreases, consistent with the qualitative observation
(Fig. 6). The same trend is observed for the peak at a binding
energy of � 283:3 eV. Therefore, these two peaks are likely to be
associated with two different bonding environments for carbon
found in a single type of structure. Based on computational
results, both of these binding energies are consistent with those
expected for b-InS-like phosphorus carbide structures.

The proportion of phosphorus associated with the two peaks
attributed to P–C bonds (with binding energies of � 131:3 eV and
� 133:7 eV) is shown as a function of phosphorus content in
Fig. 11a. The proportion of the phosphorus with a binding energy
of � 131:3 eV decreases as the phosphorus content increases.
Assuming that the phosphorus with this binding energy is asso-
ciated with P–C bonds found in the same phosphorus carbide
structures that gives rise to the carbon 1s XPS signals at 288.6 eV
and 283.3 eV, the proportion of carbon associated with these signals



.1 .30 0 0.2 0 0.4 0.5
P:C ratio

0

5

10

15
%

 c
ar

bo
n 

at
 e

ac
h 

bi
nd

in
g 

en
er

gy 288.6 eV
292.6 eV
283.3 eV

Fig. 10. Percentage of carbon associated with the peaks at binding energies of

� 288:6 eV, � 292:6 eV and � 283:3 eV as a function of the P:C ratio. Percentage

of carbon is taken neglecting carbon involved in C–O bonds. Dashed lines are

quadratic fits of the data and serve to guide the eye.

P:C ratio

0

10

20

30

40

50

%
 p

ho
sp

ho
ru

s 
at

 e
ac

h 
bi

nd
in

g 
en

er
gy

P-C, 131.3 eV
P-C, 133.7 eV

P:C ratio

0 0.1 0.2 0.3 0.4 0.5

0 0.1 0.2 0.3 0.4 0.5
0

10

20

30

40

50

60

70

%
 p

ho
sp

ho
ru

s 
in

 p
ho

sp
ho

ru
s

 c
ar

bi
de

 s
tru

ct
ur

e

288.6 eV C 1s peak - calculated
283.3 eV C 1s peak - calculated
131.3 eV P 2p peak - experimental

Fig. 11. (a) Percentage of phosphorus associated with the two XPS signals attributed

to P–C bonds (corresponding to binding energies of � 131:3 eV and � 133:7 eV) as a

function of the P:C ratio. Percentage of phosphorus is taken neglecting phosphorus

involved in P–O bonds. (b) Percentage of phosphorus expected to be in phosphorus

carbide structures of the same type that give rise to carbon 1s peaks at � 288:6 eV

and � 283:3 eV, calculated from the amount of carbon that is associated with these

two peaks. (In the case of the calculation based on the � 283:3 eV peak, it was

necessary to divide by factor of two in order to achieve approximate quantitative

agreement with the percentage of phosphorus associated with the XPS signal at

� 131:3 eV. It should be noted that this factor of two is expected for a composition of

PC3, for which the structure is shown in Fig. 8, since there are twice as many carbon

atoms in the bonding environment associated with the XPS signal at � 283:3 eV as

phosphorus atoms in the bonding environment associated with the XPS signal at

� 131:3 eV.) Dashed lines are quadratic fits of the data and serve to guide the eye.

3 The presence of the peak at � 288:6 eV for samples with no phosphorus may

simply be an artefact of the fitting; this peak is not seen for the samples containing

no phosphorus if a Shirley background is used instead of a linear background.

J.N. Hart et al. / Journal of Solid State Chemistry 198 (2013) 466–474472
can be used, along with the known composition of the samples, to
calculate the proportion of the phosphorus expected to be asso-
ciated with the same bonding environment. These calculated
results are shown in Fig. 11b; there is very good agreement
between the calculated value of the proportion of phosphorus
expected to be involved in this bonding environment and the value
determined by curve fitting of the phosphorus 2p peak. Hence, it is
likely that the XPS signals at � 131:3 eV for phosphorus 2p and at
288.6 eV and 283.1 eV for carbon 1s are all associated with bonding
environments found in the same structure. Furthermore, all three of
these XPS signals are consistent with those expected for a b-InS-like
structure. From the computational results, this is the type of
structure that we predict to be preferred for a P:C ratio between
0.25 and 1, which overlaps the range found in our samples.

The films deposited by PLD contain regions of pure carbon and
phosphorus, as indicated by XPS peaks assigned to P–P and C–C
bonding and the presence of a strong peak attributed to sp2 carbon
bonding structures in the Raman spectra. However, there is also
evidence that there are regions of the films with direct P–C bonding
and hence regions where phosphorus carbide has formed. While
the peaks in the XPS spectra assigned to P–C bonding are weak, and
hence assignment of these peaks is difficult, there are two impor-
tant factors that support the assignment of these peaks to P–C
bonds. The first is that these assignments are consistent with
previous reports of the binding energy of XPS peaks assigned to
P–C bonds in phosphorus carbide materials [10,14,15]. The second
important factor is the correlation between the phosphorus 2p and
carbon 1s signals. Previous assignments of XPS peaks to P–C
bonding have been based only on the phosphorus 2p region of
the spectra. Correlation between the phosphorus 2p and carbon 1s

XPS signals, as strong evidence of direct P–C bonding and the
formation of phosphorus carbide structures, has not been reported
previously. Furthermore, the detection of PxCy species in the SIMS
spectra suggests that P–C bonds are indeed present.

3.3.4. Phosphorus-rich structures

The proportion of phosphorus associated with the XPS signal at
� 133:7 eV increases as the phosphorus content increases (Fig. 11a),
mirroring the trend seen for the carbon 1s signal at 292.6 eV
(Fig. 10). Hence, it is likely that these two peaks correspond to the
same type of structure. Furthermore, it is likely that they correspond
to bonding environments in phosphorus-rich structures.

Our computational studies did not include highly phosphorus-
rich compositions (457 at%), so cannot assist here. Since the
oxygen content increases with phosphorus content, the XPS peaks
observed for samples with a high phosphorus content may be due
to a phosphorus oxycarbide material, in which the XPS peak
observed at a binding energy of � 133:7 eV is due to phosphorus
in a high oxidation state [10].

3.4. Alternative assignments of XPS peaks

An alternative assignment for the carbon 1s signals at binding
energies above that of sp2 carbon (� 288:6 eV and � 292:6 eV) is
carboxylate and carbonate species [34,46]. Indeed, the presence of
a small peak at � 288:6 eV for the samples containing no
phosphorus (Fig. 10) suggests that there may be a small con-
tribution of carboxylate and carbonate species to this peak.3

However, the strong correlation between the intensity of the
peaks observed for carbon 1s and those observed for phosphorus
2p peaks (e.g. the correlation between the intensity of the signals
at � 288:6 eV for carbon 1s and at � 131:3 eV for phosphorus 2p,
as demonstrated in Fig. 11, and also the correlation between
the intensity of the signals at � 292:6 eV for carbon 1s and
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at � 133:7 eV for phosphorus 2p) suggests that the assignment of
these carbon 1s signals predominantly to bonds in PxCy structures is
highly plausible. In addition, the peak at � 288:6 eV being due to
carboxylate or carbonate species is inconsistent with the fact that the
intensity of this peak starts to decrease when the P:C ratio exceeds
� 0:3 (Fig. 10), given that the oxygen content of the films increases
with phosphorus content (Fig. 2b). Also, results from SIMS analysis
suggest that a large quantity of PxCy species are present but very little
CxOy. Therefore, it seems unlikely that these signals are due exclu-
sively to carboxylate and carbonate species (although, as noted
above, the carbon 1s and phosphorus 2p peaks at high binding
energies seen in samples with a relatively high phosphorus content
could be due to phosphorus oxycarbide material). Another alternative
assignment for the peak at � 292:6 eV is the p to pn transition of
graphite [47,48]. However, this peak is not seen in the samples that
do not contain phosphorus so this assignment is unlikely.
3.5. Effect of substrate heating

The silicon substrate was heated (while still under vacuum in
the deposition chamber) at 400 1C for 30 min after film deposition
to determine the effect of heating on the composition and structure
and specifically to determine if heating could promote crystal-
lisation. However, it was found that heating leads to segregation of
phosphorus and carbon. XPS results show an increase in the
intensity of the carbon 1s signal at a binding energy of 284.6 eV
after heating, while the peaks attributed to P–C bonding disappear
(Fig. 12a). XPS also indicates that the phosphorus content is
significantly reduced by the heat treatment (Fig. 12b) and the
282284286288
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Fig. 12. (a) Carbon 1s XPS spectra of phosphorus–carbon films deposited from a

target containing 28 at% with (i) no heat treatment, (ii) a heat treatment at 400 1C for

30 min after film deposition and (iii) deposited on a substrate heated to 400 1C;

(b) as for (a), but phosphorus 2p XPS spectra; (c) Raman spectra of phosphorus–

carbon films deposited from a target containing 28 at% with (i) no heat treatment

and (ii) a heat treatment at 400 1C for 30 min. Composition is reported for the target,

since the composition for films with and without heat treatments are different.
remaining phosphorus is mostly bonded to oxygen. This suggests that
the phosphorus is volatile and not tightly bound to carbon. SIMS
depth profiles suggest that this loss of phosphorus occurs mainly
near the surface of the films. In support of this, measurement of the
P:C ratio by energy-dispersive X-ray spectroscopy (EDXS), which
detects the composition through the entire film depth rather than
just near the surface as for XPS, indicates a smaller phosphorus loss
than that indicated by XPS. Raman spectroscopy shows a significant
increase in the intensity of the peak caused by sp2 carbon with a shift
to a higher wavenumber after heating (Fig. 12c). It is likely that this
wavenumber shift corresponds to an increase in the intensity of the G
component of this peak relative to the D component, as the extent of
order in the sp2 carbon structures increases and formation of
graphite-like regions occurs with heating.

Depositing the film on a substrate maintained at a tempera-
ture of 400 1C results in a very low phosphorus content (as
measured by XPS, Fig. 12b, SIMS and EDXS), while the XPS spectra
suggest the presence of a large number of carbon-carbon bonds
(Fig. 12a).

Thus, we conclude that heating the substrate does not promote
formation of crystalline phosphorus carbide, consistent with the
computational results which indicate that crystalline phosphorus
carbide is thermodynamically unstable relative to graphite and
elemental phosphorus at low pressures [6].
4. Conclusions

Amorphous phosphorus–carbon films with a range of composi-
tions have been synthesised by pulsed laser deposition. While
crystalline material has not been formed and the films contain
regions of both pure carbon and phosphorus, we have found strong
evidence of regions with direct P–C bonding and hence phosphorus
carbide formation. Good agreement was found between the local
bonding environments found in these phosphorus carbide regions
and those predicted in computational work. In particular, the local
bonding environments of both carbon and phosphorus determined
from XPS analysis are consistent with the b-InS-like structures that
have been predicted to be low in energy for phosphorus carbide. As
it has not been possible to form crystalline phosphorus carbide by
pulsed laser deposition, even with the application of heat treat-
ments, further work will include studies of the high pressure
crystallisation behaviour of phosphorus carbide, since the thermo-
dynamic stability of these materials is expected to increase under
hydrostatic pressure. Since phosphorus carbide is expected to be a
semiconductor, analysis of the valence bands of the deposited films
by ultraviolet photoelectron spectroscopy would be highly infor-
mative but is beyond the scope of the current work.
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