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ABSTRACT: The interaction between functionalized graphene and metal
porphyrins was studied for a better understanding of the influence of the N
and O heteroatoms in asphaltene on demetallization efficiency during the
solvent deasphalting process. The theoretical simulation indicated a strong
inhibitory effect of the aminated/carboxylated side group for chemical
adsorption of metal porphyrins. The differences of adsorption behavior for
graphene, aminated graphene, and Canadian oil sands bitumen vacuum
tower bottom asphaltene (VTB-asp) were also analyzed. It was found that
the introduction of aminated side groups to the graphene not only
compromised the electron delocalization capacity of the polyaromatic
nuclei hydrocarbon skeleton of graphene but also caused a steric hindrance
effect on the internal diffusion of metal porphyrins, leading to decreased
adsorption active sites and internal diffusion rate, respectively. It was also
found that metal porphyrins can be barely adsorbed on carboxylated
graphene at 25 °C.

1. INTRODUCTION
With the growing consumption of liquid petroleum products
and the worsening deterioration of crude oil, low-quality oil
processing becomes a new development trend of oil refining
technology. The combination of technology with traditional
processes such as the fluid catalytic cracking (FCC) process
can effectively improve the utilization of inferior raw materials.
However, heavy metals in heavy fractions of crude oil, such as
nickel and vanadium, always destroy the crystal structure of the
catalyst, leading to catalyst deactivation and a large amount of
catalyst consumption.1−4 The majority of these metals are
concentrated in both resin and asphaltene fractions of heavy
oil. During the solvent deasphalting process, the resinous shell
of asphaltene is unstable and quickly get aggregated in alkene
solvents.5 Most of the heavy metals are physically/chemically
captured and removed together with the de-oiled asphalt.5−10

However, the presence of trace metals in deasphalted oil
(DAO) can still poison the FCC catalyst.11 Filby and Strong12

had found that about 23.1% of vanadium was observed in the
DAO of the Athabasca bitumen and result in its poor
processability for the FCC process. Therefore, it is crucial to
investigate the interactions between metal and asphaltene to
enhance the adsorption process and the demetallization
efficiency of the solvent deasphalting process.

In general, asphaltene could interact with other materials
through hydrogen bonding, dipole−dipole interactions, van
der Waals forces, as well as ion-exchange interactions.13−18

Santos Silva8 confirmed that hydrogen bonding and lateral

chains played a vital role for the capture of metal porphyrins
during asphaltene aggregation from the experimental and
molecular dynamics simulation results. However, the petro-
leum asphaltene is a complex molecular mixture, and individual
molecules have very complex structures. Schuler et al.19,20 have
proved that most of the individual petroleum asphaltene
molecules consist of a central aromatic core and long side
alkane chains by combining atomic force microscopy and
scanning tunneling microscopy analysis. It is hard to figure out
which structure contribute to the adsorption of metal
porphyrins. Proper model compounds with relatively simple
structures may be a good and fast approximation to study their
adsorptive properties.21 Several well-defined molecules, such as
pyrene,22 hexabenzocoronene derivatives,23 as well as Viola-
nthrone-78, Violanthrone-79, and Xylenol Orange tretraso-
dium salt,21 were used as model compounds to study the
associative properties of asphaltene. In previous studies,6,24,25

adsorption of vanadyl octaehtylporphyrin (VO-OEP) and
nickel octaethylporphyrin (Ni-OEP) on Canadian oil sands
bitumen vacuum tower bottom asphaltene (VTB-asp) and
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graphene was studied. The results showed that the aromatic
core of asphaltene was the principal structure for the
adsorption of metal porphyrins. We also hypothesized that
the lateral chains and heteroatoms of asphaltene may bring in
some adverse effects, as the adsorption uptake of metal
porphyrins on graphene was more than that on asphaltene.

To validate the speculation, the adsorption property of N- or
O-modified graphene was investigated in this study. As in
asphaltene, N-containing heterocycles are the most prevalent
forms of nitrogen,26 while the majority of the oxygen are in the
form of hydroxyl groups as well as carboxyl functions.27

Graphene with N (modified with piperazine, aminated
graphene) or O (modified with carboxyl, carboxylated
graphene) containing groups were used as model compounds
to verify the influence of the heteroatoms during adsorption of
metal porphyrins in this study. Moreover, the heavy metal,
especially for nickel and vanadium, always exist in the form of
metal porphyrins in crude oil, which may have a great
structural diversity.11,28 For simplicity, VO-OEP and Ni-OEP,
which is structurally similar to the petroporphyrins, were used
as substitutes for these porphyrins to investigate their
interaction behaviors with asphaltene. Metal porphyrins’
adsorption on the model compounds was carried out in n-
pentane, with the same experimental conditions of the previous
one.25 Adsorption kinetics and thermodynamics were carried
out, and the results were compared with some already reported
data to evaluate the metal porphyrins’ adsorption differences
and similarities on different adsorbents.

2. EXPERIMENTAL AND THEORY
2.1. Materials. Aminated graphene and carboxylated

graphene as well as graphene used in the experiment were
purchased from Nanjing XFNANO Co., Ltd. The structure
and properties are given in Table 1. The metal porphyrins, VO-

OEP and Ni-OEP, were obtained from J&K Scientific Ltd. The
specifications of them are shown in Table 2. Other chemical
reagents, obtained from Anhui Longda Chemical Works, were
of analytical grade and implemented without any further
purification.

2.2. Adsorption Test. The standard curve of metal
porphyrins: Because of the poor solubility of metal porphyrins
in n-pentane,29 an ultrasonic oscillating assisted method was
used to avoid formation of incompletely solubilized porphyrin
particles, which may cause inaccurate results. First, metal
porphyrin was dissolved in toluene to obtain the stock solution
with the concentration of 100 μg/mL. A definite amount of
stock solution was pipetted into a series of 25 mL volumetric
flasks to remove toluene using the vacuum degassing method.

The residue was redissolved in n-pentane with ultrasonic
oscillation to prepare the standard work solution, in which the
metal porphyrin was 1, 2, 4, 6, 8, 12, and 16 μg/mL,
respectively. Then, the UV−visible absorption of the work
solution were measured. The absorbance of Ni-OEP at 550 nm
and VO-OEP at 570 nm was plotted against its concentration
to obtain the standard curve (Figure 1). The adjusted R-square
of the standard curves was 0.9999 and 0.9987 for Ni-OEP and
VO-OEP, respectively, which confirmed the excellent linearity
of these curves.

Adsorption kinetic/thermodynamic:24,25 Adsorption ki-
netic/thermodynamic tests were carried out in a 1 cm path
length, 5 mL quartz cuvette with a screw cap seal. A certain
amount of aminated graphene and 3.5 mL metal porphyrin
standard solution were added into the quartz cuvette at a
certain temperature controlled using a constant temperature
water bath oscillator. For the adsorption kinetic test, the
absorbance of the solution at 550/570 nm was detected in
regular periods of time, while it was detected after the
adsorption reached equilibrium in the adsorption thermody-
namic test. Then, the adsorption capacity (qt, μg/g) and
equilibrium adsorption capacity (qe, μg/g) could be calculated
by eq 1.

=q
c c V

M
( )

t
1 2

(1)

where c1 is the initial concentration of the metal porphyrin
(μg/mL), c2 is the concentration of the metal porphyrin at a
given time t, V is the solution volume (mL), and M is the
aminated graphene dosage (g).

The adsorbent dosage, initial porphyrin concentration, and
adsorption temperature were varied to investigate their impact
on the adsorption of metal porphyrin. The detailed parameters
for the adsorption kinetic/thermodynamic test are shown in
Table 3.

2.3. Adsorption Kinetic and Thermodynamic Equa-
tions. The adsorption kinetics is significant for an adsorption
process as it illustrates the controlling mechanism of the
adsorption process (chemical reaction, diffusion, and mass
transfer process). The kinetics results were analyzed by the
pseudo-first-order,30 pseudo-second-order,31 Elovich,32 and
diffusion kinetic models33 (Table 4). The pseudo-first-order
equation and pseudo-second order equation are common
kinetic models for describing a solid−liquid adsorption system.
The Elovich equation refers to describe chemical adsorption,

Table 1. Properties of Modified Graphene

Table 2. Specifications of VO-OEP and Ni-OEP
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and the diffusion kinetic model is used to describe both the
pore and surface diffusion. The thermodynamic results were
adjusted by the Langmuir and Freundlich isotherm equa-
tions.34 Thermodynamic parameters including ΔG°, ΔH°, and
ΔS° were calculated.35

2.4. Analytical Methods. The UV-1601 ultraviolet visible
spectrophotometer, from the Beijing Beifen-Ruili Analytical
Instrument Co., Ltd., was used for the quantitative analysis of
metal porphyrins. The HX-101 constant temperature water
bath oscillator, from the Beijing Changliu Scientific Instrument
Co., Ltd. with a temperature range of −15 to 95 °C and the
precision of temperature control of ±0.1 °C, was used for
holding the adsorption temperature at a suitable temperature.

TEM micrographs of aminated graphene were obtained
using JEM-2100 URP TEM of Jeol Ltd. The acceleration
voltage was 80−200 kV. The point resolution is 0.19 nm and

the linear resolution is 0.14 nm. The range of element
resolution is B5∼Pu94. XPS was tested by Escalab 250Xi XPS
of Thermo Fisher Scientific. The excitation resource is Al Ka.
The ion source is 100 eV−4 keV.

3. RESULTS AND DISCUSSION
3.1. Characterization of Aminated Graphene. The

TEM micrographs of graphene and modified graphene before
and after the thermodynamics tests at 20 °C are shown in
Figure 2. The results revealed a change in the surface
morphology of aminated graphene after the adsorption of
the metal porphyrins. The clear, layered, and transparent image
is covered with small and closely spaced dots after adsorption
of VO-OEP, while it is covered with broad irregular black spots
after the adsorption of Ni-OEP. Dots and spots resultant from
the aggregation of metal porphyrins confirmed the adsorption

Figure 1. Standard curve of metal porphyrins.

Table 3. Initial Parameters for Adsorption Kinetics and Thermodynamic

adsorption T °C constant parameter varied parameter

kinetic test 15, 20, 25a °C m = 5 mg c = 6, 10, 15 μg/mL
c = 10 μg/mL m = 2, 5, 8 mg

thermodynamic test 15, 20, 25 °C m = 10 mg c = 6, 8, 10, 12, 14 μg/mL
aFor adsorbent dosage and initial porphyrin concentration tests, the temperature was 25 °C.
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processes. However, when compared with the graphene
images, it can be found that these dots and spots are little
looser. In adsorption tests shown in the latter part of the study,
it can also be found that the equilibrium adsorption capacity of
metal porphyrins decreased significantly, when aminated
graphene was used as the adsorbent under the same
experimental conditions. It can be deduced that the
introduction of the aminated group to the hydrocarbon
skeleton reduced the interaction between adsorbent and
metal porphyrins. However, there is no significant difference
among TEM micrographs of carboxylated graphene, which
indicated that metal porphyrins are hardly adsorbed on the
carboxylated graphene. The unchanged micrographs also
confirmed that metal porphyrins were adsorbed rather than
just deposited on the adsorbents.

As metal porphyrins interacted with the surface of aminated
graphene through various interaction forces, XPS spectra of
aminated graphene before and after adsorption of metal
porphyrins were also analyzed to verify the adsorption of metal
porphyrins. The results were presented in Figure 3. The V 2p
peak at 516.4 eV and the Ni 2p peak at 853.9 eV of aminated
graphene clearly illustrated that metal porphyrins were
adsorbed on aminated graphene, which is in accordance with
the TEM results.

3.2. Adsorption Kinetics. Adsorption of metal porphyrins
was studied by adsorption kinetics tests. Evolution of

Table 4. Adsorption Kinetic and Thermodynamic
Equationsa

name equation

pseudo-first order equation =q q e(1 )t e
k t1 (2)

pseudo-second order equation = +q k q t k q t/(1 )t 2 e
2

2 e (3)

Elovich equation = +q AB B t Bln( )/ ln( )/t (4)

diffusion equation = +q k t Ct p
0.5

(5)

Langmuir adsorption isotherm =C
q qL

1
C

q

e

e max
e

max (6)

Freundlich adsorption isotherm = +q
n

C Klog
1

log loge e F (7)

adsorption thermodynamic

°= ° °G H T S (8)

°=G RT Kln (9)

= ° °
K

S
R

H
RT

ln (10)
aqe and qt: the adsorption capacity (μg/g) at equilibrium and at time
t; k1, k2, and kp: the rate constant of adsorption (min−1); A, B, and C:
constants; Ce: the equilibrium concentration (μg/mL); KL: the
Langmuir constant (L/mg); KF and 1/n: the Freundlich constants; R:
the universal gas constant (8.314 J·mol−1·K−1); T: adsorption
temperature (K).

Figure 2. TEM images of graphene and modified graphenes for the adsorption of metal porphyrins. TEM images of graphene are reused
(Reprinted in part with permission from Chen et al.25 Copyright 2018 Elsevier B.V.)
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adsorption capacity with time corresponding to different
experimental conditions, such as adsorption temperature,
initial metal porphyrin concentration, and adsorbent dosage
were studied carefully. The experimental data were simulated
by four types of adsorption kinetic models for investigating the
rate-controlling step of adsorption.

The influence of adsorption temperature on metal
porphyrins’ adsorption was studied at 15, 20, and 25 °C,
while the aminated graphene was 0.0050 g and the initial
porphyrin concentration was 10 μg/mL. Evolution of
porphyrins’ adsorption capacity with time are shown in Figure
4a. As the temperature increased from 15 to 25 °C, the
equilibrium adsorption capacity decreased from 1092 to 904
μg/g for VO-OEP and from 912 to 684 μg/g for Ni-OEP,
which indicated an exothermic process for the adsorption of
metal porphyrins. The results were adequately fitted by the
pseudo-first-order equation with the correlation coefficients
(R2) between 0.995 and 0.999 (Figure 4a and Table 5). The
experimental equilibrium adsorption capacity (qe exp) was in
accordance with that calculated by the pseudo-first-order
equation (qe cal). Figure 4 also indicated that the adsorption
process consists of three consecutive steps: fast adsorption step
(t < 30 min), slow adsorption step (30 min < t < 150 min),
and equilibrium step (t > 150 min). It may be deduced that the
adsorption of metal porphyrins was affected by the number of
free adsorption sites.36

For carboxylated graphene, adsorption temperature makes a
similar impact on metal porphyrins’ adsorption (Figure 5). At
25 °C, metal porphyrins, VO-OEP or Ni-OEP, can barely be
adsorbed on carboxylated graphene, which means that the
adverse impact of the carboxyl group on adsorption is greater
than that of piperazine. Therefore, no further investigation of
the influence of initial porphyrin concentration and adsorbent
dosage with carboxylated graphene was ever taken.

However, the influence of initial porphyrin concentration on
adsorption with aminated graphene has been studied. As
illustrated in Figure 4b, when the initial porphyrin concen-
tration was increased from 6 to 15 μg/mL, the uptake of VO-
OEP and Ni-OEP at equilibrium increased from 690 to 944
μg/g and from 592 to 742 μg/g, respectively. The results

indicated that higher initial porphyrin concentration favored
the diffusion of porphyrins from solution to the surface of the
adsorbent and facilitated the adsorption of metal porphyrins to
the active sites. The results were also well fitted by the pseudo-
first-order equation with a relative error of qe exp and qe cal lower
than 1% (Table 6). As the initial porphyrin concentration
increased, the rate constant (kl) decreased, which may be
attributed to the increased collisions of metal porphyrins.24,25

Uptake of VO-OEP and Ni-OEP at equilibrium was also
affected by the dosage of aminated graphene. When the
adsorbent increased from 2 to 8 mg, the uptake of VO-OEP
and Ni-OEP at equilibrium decreased from 1108 to 839 μg/g
and from 814 to 573 μg/g, respectively (Figure 4c). The rate
constant (kl) increased with the dosage of aminated graphene.
The interfacial area increased with the adsorbent dosage and
therefore resulted in more available combining sites and
increased kl.

3.3. Adsorption Isotherms and Thermodynamics.
Adsorption thermodynamics were investigated at 15, 20, and
25 °C with constant adsorbent dosage and varied initial
porphyrin concentration. The experimental data were fitted
with Langmuir and Freundlich isotherm equations, and the
results were presented in Figure 6 and Table 7. The
experimental data could be well fitted by the Langmuir
isotherm equation with regression coefficients nearly equal to
1. The adsorption could be considered as the monolayer
adsorption. The results also showed that the fitting parameters,
KL and qmax·KL, decreased with the increase in temperature.
Therefore, the aminated graphene showed a higher affinity
with metal porphyrins at lower temperatures. A decrease in
adsorption temperature will increase the equilibrium adsorp-
tion capacity of the metal porphyrins, which was already
discussed in the adsorption kinetics study. In addition, the KL
and qmax·KL for the adsorption of VO-OEP were higher than
those of Ni-OEP. It means that the removal of VO-OEP by
adsorption was easier than Ni-OEP.

According to the Van’t Hoff equation, the thermodynamic
parameters of the adsorption including ΔG°, ΔH°, and ΔS°
were calculated and shown in Table 8 by plotting ln KL versus
1/T (Figure 7). Adsorption of metal porphyrins onto aminated

Figure 3. XPS spectra of aminated graphene before and after adsorption: (a) Ni (2p) (853.9 eV), aminated graphene + Ni-OEP; (b) V (2p) (516.4
eV), aminated graphene + VO-OEP.
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graphene is confirmed to be a spontaneous, exothermic process
(ΔG° < 0, ΔH° < 0), which means that low temperature
favored the promotion of the removal efficiency of the metal
porphyrins. Therefore, the thermodynamics study was in

accordance with the kinetic one. As already discussed in our
previous study,24,25 the ΔG° of chemical adsorption, with the
formation of the covalent bond, is about −400 to −80 kJ·
mol−1, while the ΔG° of physical adsorption is about −20 to 0

Figure 4. Evolution of adsorption capacity of aminated graphene with time at different temperatures (a), initial metal porphyrin concentrations (b),
and aminated graphene dosages (c). Solid lines represent pseudo-first-order results.
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Table 5. Kinetic Parameters Calculated Using Four Kinetic Models for the Adsorption of Porphyrins on Aminated Graphene
at Different Temperaturesa

pseudo-first-order equation pseudo-second-order equation

qe exp (μg/g)sample T (°C) qe cal (μg/g) k1 (min−1) R2 |δ| qe cal (μg/g) k2 (μg·μg−1·min−1) R2

VO-OEP 15 1099 0.0561 0.996 0.006 1213 66.5 0.959 1092
20 1000 0.0638 0.999 0.002 1081 88.3 0.984 1002
25 911 0.0801 0.996 0.008 988 119.5 0.958 904

Ni-OEP 15 915 0.0554 0.995 0.003 1005 75.4 0.966 912
20 702 0.0634 0.998 0.008 775 117.4 0.981 708
25 685 0.0782 0.999 0.001 735 174.3 0.974 684

Elovich equation diffusion equation

sample T (°C) Β (mg/μg) Α (μg·g−1·min−1) R2 C (μg/g) kp (μg/(g·min0.5)) R2

VO-OEP 15 4.94 346 0.847 488 46.9 0.516
20 5.93 419 0.895 418 42.1 0.587
25 6.61 501 0.831 422 36.7 0.478

Ni-OEP 15 5.83 235 0.874 347 41.3 0.587
20 7.88 272 0.877 328 30.1 0.549
25 9.51 563 0.839 366 24.7 0.463

aδ: relative error, δ = (qe cal − qe exp)/qe exp.

Figure 5. Evolution of the adsorption capacity of carboxylated graphene with time at different temperatures.

Table 6. Pseudo-First-Order Kinetic Parameters for the Adsorption of Porphyrins on Aminated Graphene at Different Initial
Concentrations and Dosagesa

initial concentrations T = 25 °C, m = 5 mg pseudo-first-order equation

qe exp (μg/g)Co (μg/mL) qe cal (μg/g) k1 (min−1) R2 |δ|
VO-OEP 6 685 0.118 0.995 0.008 690

10 911 0.0801 0.996 0.008 904
15 941 0.0653 0.995 0.003 944

Ni-OEP 6 589 0.0914 0.997 0.010 592
10 685 0.0782 0.999 0.001 684
15 742 0.0561 0.996 0.0005 742

dosages T = 25 °C, C = 10 μg/mL pseudo-first-order equation

qe exp (μg/g)m (mg) qe cal (μg/g) k1 (min−1) R2 |δ|
VO-OEP 2 1110 0.0748 0.996 0.002 1108

5 911 0.0801 0.996 0.008 904
8 840 0.0871 0.996 0.001 839

Ni-OEP 2 819 0.0659 0.999 0.006 814
5 685 0.0782 0.999 0.001 684
8 577 0.0845 0.996 0.006 573

aδ: relative error, δ = (qe cal − qe exp)/qe exp.
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kJ·mol−1, which is 5% of covalent bond strengths. As shown in
Table 8, the ΔG° of the adsorption process confirmed a weak
physical interaction between metal porphyrins and adsorbents.
Schuler et al.37 also found that physically combined asphaltene
molecules formed nanoaggregates, and the ΔG° of the
aggregation is ∼20 kJ·mol−1, which is in accordance with our
findings.

3.4. Theoretical Simulation. Interactions between
adsorbents (graphene and aminated graphene) and metal
porphyrins were simulated, not only by Gaussian 09 in view of
chemical adsorption, but also by Material Studio 8.0 in view of
physical adsorption, to investigate the adsorption process.

Firstly, the full geometry optimizations of graphene,
aminated graphene, VO-OEP and Ni-OEP were carried out
at the B3LYP/6-31g* and LAN2DZ levels of theory. The
results were shown in Figure 8. Then, the binding energy for
each adsorption process was calculated by eq 11.

= +E E E E( )B ab a b (11)

Figure 6. Langmuir isotherms.

Table 7. Isotherm Parameters and Correlation Coefficients

sample T (°C)

Langmuir isotherm Freundlich isotherm

qmax (μg/g) KL (mL/μg) qmax·KL (mL g−1) R2 KF 1/n R2

VO-OEP 15 1639 1.69 2771 0.997 1282 0.081 0.883
20 1368 1.38 1881 0.999 1000 0.107 0.981
25 1166 1.15 1342 0.998 833 0.109 0.980

Ni-OEP 15 1147 1.60 1840 0.996 894 0.080 0.855
20 1044 1.36 1418 0.999 784 0.093 0.984
25 961 1.13 1087 0.998 702 0.098 0.855

Table 8. Adsorption Thermodynamic Results with Different Adsorbents

adsorbent adsorbate

ΔG° (kJ/mol)

ΔH° (kJ/mol) ΔS° (kJ/mol)288 K 293 K 298 K

aminated graphene VO-OEP −1.258 −0.777 −0.347 −27.48 −91.1
Ni-OEP −1.131 −0.745 −0.305 −24.91 −82.5

graphene25 VO-OEP −5.11 −4.27 −3.22 −59.54 −188.9
Ni-OEP −4.56 −3.70 −2.75 −56.73 −181.1

VTB-asp24 VO-OEP −16.54 −15.78 −15.21 −54.91 −133.3
Ni-OEP −15.40 −14.96 −14.26 −48.13 −113.5

Figure 7. Van’t Hoff plots of aminated graphene−porphyrins.
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where EB is the binding energy, Eab is the energy of the final
optimized configuration, Ea and Eb are the energy of the
adsorbent and the adsorbate, respectively.

The calculation results are shown in Table 9. The negative
binding energy indicated that chemical adsorption may occur.

However, the binding energy showed a significant decline after
the introduction of the aminated side group to the graphene. It
indicated that chemical adsorption of metal porphyrins was

seriously inhibited by introducing aminated/carboxylated side
groups, which will lead to an enormous decrease in adsorption
capacity. The calculation results are in accordance with the
experimental results (Table 10).

In the Material Studio 8.0 program, the 3D models of
graphene and aminated graphene have been built and
optimized (a = 29.514 Å, b = 34.080 Å, c = 80.000 Å, α =
90, β = 90, γ = 90) (Figure 9). The Sorption Module and the

Universal Forcefield were then implemented for the simulation
of the four adsorption processes. One lakh fifty thousand steps
of equilibration steps and 35,000,000 steps of production steps
were applied at 293 K and 100 kPa, respectively. After
equilibrium, adsorption loading of the metal porphyrins was
calculated and shown in Table 9. It can also be found that the
adsorption loading of metal porphyrins reduced after the
introduction of the aminated side group. However, the decline
is relatively not evident. That is, the influence of the
introduction on the physical adsorption of metal porphyrins
is not noticeable. Actually, experimental results showed that
the equilibrium uptake of metal porphyrins was drastically
declined after the introduction. Combined with the discussion

Figure 8. Optimized geometric structures: (a) graphene; (b)
aminated graphene; (c) VO-OEP; (d) Ni-OEP.

Table 9. Binding Energy and Adsorption Loading of the
Four Adsorption Processes

process EB (eV) adsorption loading (per cell)

graphene + VO-OEP −0.458 149
aminated graphene + VO-OEP −0.012 142
graphene + Ni-OEP −0.114 166
aminated graphene + Ni-OEP −0.016 161

Table 10. Adsorption Kinetics Results with Different Adsorbentsa

process adsorption kinetics results

aminated graphene

pseudo-first-order equation qt = qe(1 − e‑k1t)

equilibrium time (min)qe cal (mg/g) k1 (min−1) R2 qe exp (mg/g)

VO-OEP 1.10 0.0561 0.996 1.09 150
Ni-OEP 0.92 0.0554 0.995 0.91 150

graphene25

pseudo-second order equation qt = k2qe
2t/(1 + k2qet)

equilibrium time (min)qe cal (mg/g) k2 (g·mg−1·min−1) R2 qe exp (mg/g)

VO-OEP 6.70 0.0138 0.977 6.61 300
Ni-OEP 6.67 0.0103 0.981 6.52 300

VTB-asp

pseudo-first-order equation qt = qe(1 − e‑k1t)

equilibrium time (min)qe cal (mg/g) k1 (min−1) R2 qe exp (mg/g)

VO-OEP 3.23 0.00916 0.996 3.27 1800
Ni-OEP 3.42 0.00939 0.995 3.46 1800

aAdsorption temperature: 15 °C; The initial porphyrin concentration: 10 μg/mL; The absorbent dosage: maminated graphene = 5 mg, mgraphene = 5 mg,
mVTB‑asp = 10 mg.

Figure 9. Optimized geometric structure in Material Studio 8.0
program: (a) graphene; (b) aminated graphene.
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above, it makes sense that both chemical and physical
adsorption existed during the adsorption processes, and the
chemical adsorption is seriously inhibited by the aminated side
group.

3.5. Function of the Aminated Side Chain. As the
structures of asphaltene were very complicated, it is difficult to
analyze the functional roles of these structures during the
adsorption process. Several model compounds with similar
structures to the petroleum asphaltene have been selected as
adsorbents to adsorb metal porphyrins. Then, the functional
roles of the specified structure could be deduced by comparing
the differences of the adsorption behaviors of the adsorbents.
In previous study,24,25 the differences of adsorption behaviors
between VTB-asp and graphene confirmed that the poly
aromatic nuclei structure of VTB-asp was the main functional
structure for the adsorption of metal porphyrins, while other
structures such as heteroatoms, aliphatic side chains, and
naphthenic rings may exert negative impact. Now, as N- and
O-containing groups were introduced to the poly aromatic
nuclei of graphene and caused the structural change,
adsorption of metal porphyrins must be affected. Therefore,
comparison of adsorption results was conducted to discover
the functional role of the aminated and carboxylated side chain
during the adsorption of metal porphyrins.

Adsorption results with different adsorbents are shown in
Table 10. It can be obviously seen that the equilibrium uptake
of metal porphyrins was drastically declined from more than 6
mg/g to about 1 mg/g, after the introduction of the aminated
side group to the graphene, which indicated a strong inhibitory
effect of the aminated side group for the adsorption of metal
porphyrins. It can also be found that adsorption kinetics results
with aminated graphene and VTB-asp followed the pseudo-
first-order equation, while adsorption kinetics results with
graphene followed the pseudo-second-order equation. This
illustrates that the internal diffusion of metal porphyrins is the
rate-controlling step for aminated graphene and VTB-asp,
while the interaction between the adsorbent and adsorbate is
the rate-controlling step for graphene. It can be regarded as
potential evidence for interpreting why the introduction of the
aminated side group inhibited the adsorption of metal
porphyrins. Depending on our previous study, the polyar-
omatic nuclei structure is the main active sites of VTB-asp and
graphene for the adsorption of metal porphyrins. It can be
concluded that the polyaromatic nuclei structure is also the
main active site of the aminated graphene because graphene
and aminated graphene have a similar main structure.
Therefore, we can assume that there is no significant difference
in the interaction between the adsorbate and the three
adsorbents. However, the internal diffusion of metal
porphyrins for the three processes may have significant
differences from each other. First, the graphene could be
considered as a two-dimensional material without lateral
chains. The steric hindrance effect on the internal diffusion
of porphyrins was small, leading to a higher internal diffusion
rate, even higher than the surface adsorption rate. Therefore,
the adsorbate−adsorbent interaction became the rate-control-
ling step. On the contrary, for aminated graphene and VTB-
asp, their poly aromatic nuclei hydrocarbon skeleton was
linked with many lateral chains or groups, which will offer the
resistance effect to the internal diffusion. In this case, the
internal diffusion rate of metal porphyrins may have declined
more severely, even lower than the adsorption rate. Therefore,
the internal diffusion step became the rate-controlling step. If

that is the case, it means that the introduction of aminated
groups to graphene will cause appreciable steric hindrance to
the adsorption process and inhibit the adsorption of metal
porphyrins.

Based on the hypothesis above, as a consequence, the
adsorption of metal porphyrins on graphene should be faster
than that on aminated graphene or VTB-asp, and the
adsorption equilibrium time for graphene should also be
shorter. According to the experimental results, it was true for
VTB-asp. However, for aminated graphene, instead, the results
were opposite. In our opinion, the unexpected results could be
attributed to the change in the adsorption rate and the number
of active sites after the introduction of the aminated group.
First, as discussed above, the entire adsorption rate was in
connection with the form and number of lateral chains.
Compared with VTB-asp, aminated graphene has fewer lateral
chains, and the structure of these chains were relatively simple.
Therefore, the entire adsorption rate of aminated graphene
decreased less than that of VTB-asp. Second, electron
delocalization capacity of graphene (Delocalized bonding)
was compromised after the introduction of the aminated side
group. It may lead to a significant decline of the active sites,
which could be confirmed from the decrease in the adsorption
capacity (Table 10). Therefore, equilibrium time of aminated
graphene was slightly shorter than that of graphene under the
joint effect of the decreased active sites and the steric
hindrance effect. As for VTB-asp, the internal diffusion rate
will be seriously inhibited by its complicated lateral chains.
Therefore, it must take longer time to reach the adsorption
equilibrium.

More interestingly, the uptake of metal porphyrins of
animated graphene (about 1 mg/g) was much lower than that
of VTB-asp (about 3 mg/g). Therefore, except for the poly
aromatic nuclei hydrocarbon skeleton and aminated groups,
some other structures of asphaltene may exert positive effects
on metal porphyrins’ adsorption. There are some other results
that can be regarded as supplementary evidence to support the
conclusion. First, the adsorption isotherms of aminated
graphene can be well represented by the Langmuir isotherm
model and the adsorption could be considered as a monolayer
adsorption. Interactions between metal porphyrins are
negligible. However, for VTB-asp, the Freundlich isotherm
model is more suitable, and the adsorption could be regarded
as multilayer adsorption. It means that there must be other
lateral structures that can positively interact with metal
porphyrins, transforming the monolayer adsorption to multi-
layer adsorption and enhancing the adsorption of metal
porphyrins. Second, thermodynamics results showed that the
absolute values of ΔG° of the adsorption process with
aminated graphene were considerably smaller than that with
VTB-asp. As a result, adsorption with VTB-asp showed larger
spontaneous tendency than that of aminated graphene. There
must be other structures which can enhance the interaction
between VTB-asp and metal porphyrins, making it stronger
than that between aminated graphene and metal porphyrins.
Generally, the unit structure model of asphaltene could be
simply regarded as a polyaromatic nuclei hydrocarbon skeleton
with several heteroatoms (N-, O-, and S-containing groups),
aliphatic side chains, and naphthenic rings. The experimental
results have confirmed that the carboxyl group (O-containing
groups) severely inhibited porphyrins’ adsorption. S-containing
groups may have similar chemical properties with aminated
and carboxyl groups and may similarly inhibit the adsorption.
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Therefore, aliphatic side chains and naphthenic rings are more
likely to enhance the metal porphyrins’ adsorption, which need
to be further investigated.

4. CONCLUSIONS
The aminated graphene and carboxylated graphene were used
to absorb VO-OEP and Ni-OEP in n-pentane solution to
investigate the influence of heteroatoms in asphaltene on metal
porphyrins’ adsorption. Results confirmed that piperazine and
carboxyl groups severely inhibited the adsorption. For the
latter in particular, the adsorption capacity was almost zero at
25 °C.

The adsorption process with aminated graphene was
demonstrated to be a spontaneous, exothermic one. Maximum
equilibrium uptake of metal porphyrins was achieved at a
higher initial porphyrin concentration and lower temperature
and adsorbent dosage. Theoretical simulation results con-
firmed that the metal porphyrins can be chemically adsorbed
on aminated graphene, while the small absolute value of ΔG°
calculated from the adsorption thermodynamics study
indicated that physical adsorption also contributed to the
removal of metal porphyrins. The theoretical simulation results
also showed that the physically adsorption loading of metal
porphyrins was not evidently affected by the introduction of
the aminated side group on graphene, which disagreed with the
change of the total adsorption capacity. Therefore, it can be
stated that the chemical adsorption was seriously affected by
the introduction of the aminated group.

Adsorption results with aminated graphene were compared
with graphene and VTB-asp to discover the impact of the
aminated side group on the adsorption of metal porphyrins. It
was found that the equilibrium uptake of metal porphyrins was
significantly declined after the introduction of the aminated
side group to graphene. The adsorption kinetics model also
changed from the pseudo-second order to the pseudo-first
order. We speculate that the introduction of aminated side
groups not only compromised the electron delocalization
capacity of graphene but also caused a steric hindrance effect
on the internal diffusion of metal porphyrins, leading to a
decrease of adsorption active sites and internal diffusion rate,
respectively.

Equilibrium uptake of metal porphyrins with aminated
graphene and carboxylated graphene was found to be even
lower than that with VTB-asp. Therefore, aliphatic side chains
and naphthenic rings are more likely to enhance the adsorption
of metal porphyrins.
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