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Abstract: This study aims to show a theoretical and experimental approach to the analysis of hydro-
gen generation and its thermodynamic behavior in an in situ upgrading process of heavy crude oil

using nanotechnology. Two nanoparticles of different chemical natures (ceria and alumina) were
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two Colombian heavy crude oils (HO1 and HO2). The nanoparticles increased the oil recovery by
27% and 39% for HO1 and HO2 regarding the steam injection. The oil recovery at the end of the
displacement test was 85% and 91% for HO1 and HO2, respectively. The recovered crude oil showed
an increment in API° gravity from 12.4° and 12.1° to 18.5° and 29.2° for HO1 and HO2, respectively.
Other properties, such as viscosity and content of asphaltenes and resins with high molecular weight,
were positively modified in both crude oils. The fugacity of Hy was determined between the reservoir
and overburden pressure and different temperatures, which were determined by the thermal profiles

Sviridenko in the displacement test. The fugacity was calculated using the application of virial equations of

state with mixing rules based on the possible intermolecular interactions between the components.
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Hydrogen acquired a higher chemical potential via nanoparticle presence. However, the difference
in Hy fugacity between both points is much higher with nanoparticles, which means that hydrogen

presents a lower tendency to migrate by diffusion to the high-pressure point. The difference between
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This article is an open access article 1. Introduction

distributed under the terms and In recent years, the challenges of energy supply and global warming have drawn

increasing attention from humanity [1]. The world is facing a severe problem known as
the greenhouse effect. The consequences of this phenomenon are an increase in the Earth’s
average temperature of 0.2 °C per decade and an increase in the concentration of CO,
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in the atmosphere, which can cause disastrous and irreversible changes to our planet’s
ecosystem [2].

Hydrogen is an essential energy vector for decarbonization, which allows the devel-
opment of a clean, sustainable energy source with a low carbon footprint. In addition,
hydrogen has important implications for other factors, such as reducing greenhouse gas
emissions at the end-use point, enhancing the security of energy supply, and improving
economic competitiveness, among others, and it is also considered a potential fuel for the
transport sector [3]. However, most of the technologies used to produce gray and blue
hydrogen involve releasing large quantities of CO; [4]. Moreover, these processes use
large additional amounts of fossil fuels as an energy source and are highly endothermic.
On the other hand, hydrogen production from renewable sources is still disadvantageous
economically [5].

Nowadays, there is a need to promote technologies that help us transition from fossil
fuels to sustainable energy systems such as hydrogen. Therefore, during the energy transi-
tion, it is important to establish processes that help conventional technologies to improve
their energy efficiency by minimizing the amount of CO, emitted into the atmosphere
and the environmental impacts [6]. An exciting strategy to foster energy transition is the
co-production of hydrogen and fossil fuels with a low carbon footprint [7]. Some processes,
including steam and air gasification, have been widely applied in coal, natural gas, and
light hydrocarbons [8,9]. However, the use of heavy (HO) and extra heavy crude (EHO)
oils for this purpose appears as a novel research topic accompanied by several challenges
and considerations [10-14].

Around 70% of the worldwide reserves are from HO and EHO, representing significant
economic value [15]. There are substantial difficulties associated with the high viscosity
and content of asphaltenes and resins of high molecular weights [10,16-18].

Commonly, to improve the mobility and production of HO and EHO, thermal treat-
ments are used in situ [18-30]. Most conventional processes inject steam in different ways,
such as continuous steam injection [19,20], cyclic steam injection [20,21], and steam-assisted
gravity drainage (SAGD) [18,22]. However, these techniques are limited by different mech-
anisms, including high operation costs [23], steam condensation [24], and temporal oil
viscosity reduction with no change in crude oil quality [25], obtaining recovery factors
close to 50% and low calorific gaseous products, including greenhouse gases (GHG) such
as CO, [26-31].

The efficiency of the steam injection could be enhanced by adding chemical additives
and solvent-based chemicals, mainly light to medium hydrocarbons, which can reduce
steam requirement, heat losses, and GHG emissions, and increase HO productivity [32].
According to the Canadian Energy Research Institute, steam injection and SAGD generate
60.4 kgCO,eq/bbl, which can be reduced between 15-20% using steam solvent and 10-15%
with steam-chemical additives [33]. However, several limitations, such as low thermal
stability, high costs, and low possibility to upgrade the HO, are associated with chemical
additive usage.

Consequently, nanoparticles have been extensively explored in the field of heavy
oil recovery, assisting conventional thermal treatments such as steam injection. A clear
understanding of how nanoparticles interact with crude oil is an area of extensive research.
Authors have made tremendous efforts to understand parameters such as the rheology of
heavy oil, as well as compositional changes to obtain insights on how crude oil upgrading
can be achieved [18,34-38]. As mentioned before, heavy oils are laden with asphaltenes in
the bulk, which imparts them with their semi-solid structure. Breaking—more technically
referred to as ‘cracking’—of the asphaltene structure is the first step in making the oil more
accessible for further treatment [35-37]. Catalytic cracking also distributes the asphaltene
aromatic structure into lighter fractions, which increases the value of the oil. Involving
nanotechnology in the field of heavy oil recovery is a way of exploring efficient ways to
implement the same process but with improved results [39].
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Although so far, many nanomaterials have been developed to improve HO recovery,
there is still work to be done to improve the quality of products obtained during the
cracking of heavy oil fractions. Well-designed nanoparticles can achieve this goal, which
should present a high affinity for heavy oil fractions (asphaltenes), that subsequently can
be decomposed into lower molecular weight hydrocarbons and high calorific gases (such
as hydrogen and others) by the interactions between steam and the catalytic active sites of
nanoparticles [19,27,40-49].

In this context, this study looks for an alternative to implement energy transition
strategies. It is well known that renewable energy sources should incorporate traditional
energy sources to be more sustainable [7]. Hence, the application of tailor-made nanofluids
for the revaluation and production of HO and EHO, in parallel, will entail obtaining H; as
a transitory and complementary source of energy that will help the implementation of this
fuel on a large scale until it achieves the development of 100% “eco” technologies that allow
a sufficient supply of green H,. However, the particular properties of hydrogen, such as
the small size of the molecule, provide it with great transport capacity in a porous medium,
even with almost impermeable properties [50]. Thus, it is imperative to analyze the ther-
modynamic characteristics of the Hy produced in the reservoir during the implementation
of nanotechnology-assisted steam injection.

To this end, this study considers both experimental and theoretical components. The
experimental section includes the static and dynamic evaluation of nanoparticles during
steam injection, considering two representative Colombian oil fields. For static experiments,
two nanoparticles were considered. NP1: commercial Al;O3 nanoparticles (Petroraza S.A.S,
Medellin, Colombia) doped with 1.0% in mass fraction of Ni and Pd; and NP2: commercial
CeO; nanoparticles (Nanostructured & Amorphous Materials, Houston, TX, USA) doped
with 1.0% in mass fraction of Ni and Pd. The best one was selected to design the nanofluid
and perform the dynamic tests. Some of the analyzed characteristics include crude oil
recovery, crude oil upgrading, and perdurability of the oil quality and produced gases.
Next, a thermodynamic analysis of the fugacity of hydrogen was performed to obtain a
clearer landscape of its in situ behavior. Based on this analysis, it was possible to deter-
mine the tendency of hydrogen to be trapped in the reservoir and its dissipation into the
porous media.

2. Results
2.1. Nanoparticle Selection through Adsorption Isotherms and Thermogravimetric Analysis

Adsorption isotherms constructed for the n-C; asphaltenes isolated from HO1 and
HO2 over NP1 y NP2 are shown in Figure S1 of the Supplementary Information. Accord-
ing to the International Union of Pure and Applied Chemistry (IUPAC), the adsorption
isotherms profiles correspond to a type Ib, which agreed well with results reported pre-
viously [48], where the adsorption of asphaltenes on solid surfaces in nanometric sizes is
described. In general, the asphaltene adsorption of heavy oil 1 (HO1) was slightly higher in
nanoparticle 1 (NP1) and very similar to that obtained by nanoparticle 2 (NP2). The same
train was found for the heavy oil 2 (HO2) asphaltenes. These results indicate a high affinity
for both asphaltenes for the metallic phases of Ni and Pd and slightly higher for species
based on alumina than on ceria. Figure 5S2a,b shows the non-isothermal thermogravimetric
analysis at high pressure for asphaltenes adsorbed and non-adsorbed over NP1 and NP2.
Panel A shows the results of asphaltenes isolated from HO1. Asphaltenes present the main
decomposition peak at 510 °C and finish their decomposition at 590 °C. In this same figure,
when asphaltenes are adsorbed on nanoparticles, their gasification seems to occur at much
lower temperatures. The results indicate that the asphaltene decomposition temperature
is reduced from 510 °C to 200-250 °C. However, the rate of mass change profiles has dif-
ferent peaks associated with the different molecular weights of adsorbed asphaltenes and
nanoparticle chemical nature (alumina and ceria). The alumina nanoparticle finishes the
decomposition around 30 °C earlier than the ceria nanoparticles. For asphaltenes isolated
from HO2, it is noted that they decompose at 500 °C in the absence of nanoparticles and
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around 210 °C, and 220 °C when they are adsorbed over NP1 and NP2, respectively. Finally,
Figure S3 shows the isothermal conversion for both asphaltenes. NP1 decomposes 100% of
both adsorbed asphaltenes at a lower time than NP2. Using NP1, asphaltenes from HO1
and HO2 are completely decomposed at 88 and 95 min, respectively.

On the other hand, Figure 54 shows resin adsorption isotherms for both crude oils (Pan-
els A and B). The nanoparticles exhibit a type Ib adsorption isotherm for resins adsorption.
For HO1 and HO2, NP1 uptake was higher than NP2. The difference in resins adsorption
between NP1 and NP2 is around 0.23 (resins from HO1) and 0.25 mg m ™2 (resins from
HO2), respectively. Compared with asphaltene adsorption, nanoparticles adsorb a similar
amount of resins, which indicates good selectivity for both heavy compounds. Figure S5
shows the conversion of resins evaluated at isothermal conditions. The profiles show that
resins conversion achieves 100% when nanoparticles catalyze the reaction; otherwise, just
30% of resins can be converted at the evaluated conditions. The time to decompose 100% of
adsorbed resins increases in the order NP2 < NP1 for both samples, following the same
trend of asphaltenes. All these results highlight the NP1 capacity to absorb and decompose
asphaltene and resins over NP2.

2.2. Crude Oil Recovery

Based on static results, the nanofluid was formulated with NP1. The crude oil recovery
curves for the dispersed nanofluid injection in the steam stream in HO1 and HO2 are shown
in Figure 1a,b. The absolute permeability was estimated at 4331 mD and 2103 mD for HO1
and HO2 systems. Additionally, the oil effective permeability was 3558 and 1887 for the
same systems. For the HO1, after the injection of 11 PVWE, an oil recovery of 54% was
obtained. Some mechanisms are associated with the steam effect on crude oil production,
including heat transfer to the rock and reservoir fluids, thermal expansion, volatilization
of lighter hydrocarbons, and the disintegration of the viscoelastic network of crude oil.
During the dispersed injection of the nanofluid into the steam, a 10% increase in recovered
oil was obtained. This is mainly due to the higher contact area acquired by the tiny liquid
droplets dispersed in the steam stream. Finally, after the last steam injection, an oil recovery
of 81% was achieved.

From Panel B in Figure 1, the crude oil recovery curve for HO2 is observed. During the
first stage (steam injection without nanofluid), an oil recovery of 56% was obtained. Then,
during the injection of nanofluid dispersed in the steam stream, the crude oil produced
increased by 23%. Finally, 91% of the original oil in place (OOIP) was recovered at the end
of the third stage. The missing 9% is considered residual oil saturation, which could not be
displaced by the number of pore volumes of water equivalent injected (PVWE) and with
similar characteristics to the untreated crude oil.

Instantaneous oil production was observed once the nanofluid was injected into the
steam stream. This result potentiates the conventional steam injection technology and
helps obtain better yields than in the scenarios assisted by injection with a liquid batch
of nanofluid [19,51]. Some properties that can influence this process are the interactions
between steam and the Al-, Ni-, and Pd- active sites of the nanoparticles [52]. Additionally,
the small size of the injected nanofluid droplets impacts a large penetration radius, pro-
ducing a higher recovery factor. This behavior is obtained for both crude oils during the
second stage. It is expected that once the nanoparticles come into contact with the crude
oil matrix, the phenomena of adsorption and catalysis of heavy fractions occur quickly,
improving the mobility conditions of the crude oil. This result is consistent with the results
obtained in previous evaluations, where an immediate recovery of an extra-heavy crude
oil was obtained during the injection of a CeO;-based nanofluid dispersed in the steam
stream [39].
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Figure 1. Oil recovery curve for steam injection assisted by Al-NF dispersed in the steam stream
during the stages: (1) continuous steam injection, (2) dispersed injection of nanofluid in steam, and
(3) steam injection after porous medium soaking in (a) HO1, and (b) HO2. Steam injection temperature:

270 °C for both cases. Pore pressure = 150 psi for both cases. Overburden pressure 1528 and 1992 psi
for HO1 and HO2, respectively.

2.3. Effluent Analysis

Panels A and B of Figure 2 show the API gravity values for untreated crude oil, crude
oil after steam injection, crude oil recovered by nanofluid injection dispersed in the steam
stream, and crude oil after a soaking time of 12 h for HO1 and HO2, respectively. For HO1,
the API gravity increased after steam injection without the nanoparticles from 12.4° to 12.6°.
The results showed increases in the API up to 18° and 18.5° before and after the soaking
treatment (Panel A). Similarly, for HO2, API gravity remained constant after steam injection
without NF (Panel B). Then, during the nanofluid injection, the API gravity increased to
29° and after the soaking stage, it increased to 29.2°. To understand the difference in API
gravity changes, it is essential to analyze the compositional changes in the content of the
SARA fractions. These results are shown in Panels C and D for HO1 and HO2, respectively.
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No appreciable or significant change in asphaltene content is observed during the first
steam injection. The distribution of the rest of the SAR components is similar in both crude
oils. This result agrees well with the unchanged API values described above. Likewise,
several works in the literature report that steam does not modify the chemical composition
of crude oil [15,30].
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Figure 2. (a,b) API gravity and (c¢,d) SARA content distribution in wt.% (gray is saturates, orange is
aromatics, green is resins and blue is aromatics) and (e,f) crude oil viscosity for untreated extra-heavy
oil and crude oil recovered after the steam injection, during the injection of Al-NF dispersed in a
steam stream, and after soaking for (a,c,e) HO1 and (b,d,f) HO2.

The presence of the NF generates a decrease from 1.76% to 0.7% and 0.2% of the asphal-
tene content in the HO1 for the respective stage after steam injection with nanofluid dis-
persed in its stream and subsequent steam injection after the 12 h soaking of the nanofluid
with the porous medium, demonstrating the high catalytic activity of the catalyst. In the
case of the HO2, the asphaltene content was reduced from 2.01% to 0.3% and 0.1% in a
mass fraction in the same stages. Both crude oils had a very low final asphaltene content.
However, the saturates and resins distribution change to a greater extent between both
samples. In the HO1, saturates increased from 19% (stage 1) to 26% (stage 3) in mass
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fraction, whereas in HO2, they increased from 17% (stage 1) to 46% (stage 3) in mass
fraction. Finally, resin content was reduced by 22% (untreated crude oil) and 50% (crude
oil recovered after soaking of NF and steam injection) for HO1 and HO2, respectively.
According to these results, the injected NP1 attack both asphaltenes and high molecular
weight resins, increasing the content of lighter hydrocarbons such as saturates. In this way,
better quality is obtained in the HO2. Many factors can explain the good performance of
NP1. First, the combined selectivities and reactivities of Ni and Pd toward the asphaltene
and resin molecules result in a decrease in the content of both fractions. Additionally,
because of strong metal support interactions (SMSI) alumina nanoparticles avoid metal
sintering after the doping process, which leads to an increase in the number of active sites
available for gasification reactions. Finally, the species -O and —OH resulting from the
dissociative adsorption of steam by the alumina lower valence state, can be transferred to
nickel and palladium and react with surface carbonaceous species [46]. Besides, through
the movement of oxygen vacancies formed by the change in the oxidation state of the
alumina species and the destabilization of the same, the reagents are transferred to the
active sites of the transition element oxides.

Finally, Panels E and F depict the viscosity values at a shear rate of 10 s~! and 25 °C of
the HO1 and HO2, respectively. During the first stage, oil viscosity was slightly reduced for
both samples due to the reduction in cohesive intermolecular forces between asphaltenes
and resins.

For the nanotechnology-assisted scenarios (second and third stage), a significant
reduction in oil viscosity was noted, which was higher for the effluent recovered after 12 h
of soaking. The oil viscosity for HO1 and HO2 recovered in the third stage was 300 and
104 cP, respectively. The main mechanism that explains the reduction in oil viscosity is
the cracking/redistribution of asphaltene-resin systems and their subsequent stabilization
through free radical hydrogenation to prevent the formation of heavier compounds.

Interestingly, crude oil upgrading was more noticeable in HO2 than in HO1. The
catalytic activity of the material promoted higher API values and lower viscosities in the
HO2 sample, probably due to interactions with its heaviest fractions. The chemical nature
of the asphaltenes and resins of each crude oil greatly influences the response in gasification
reactions for oil upgrading. In this sense, it is to be expected that the HO2 fractions are
energetically easier to transform into lighter compounds.

On the other hand, Figure 3 shows the results of API and dynamic viscosity of the
HOL1 and HO1 recovered after the 12 h soaking of the nanofluid in the porous medium
during days 1, 8, 15, and 30 after its recovery. In both systems, it is observed that API
gravity and oil viscosity remain constant during the first 30 days evaluated, indicating the
potential of the nanofluid to generate a permanent crude oil upgrading.

2.4. Gaseous Products

The gas produced during the dynamic test was collected in hermetically sealed alu-
minum containers for subsequent analysis in a mass spectrometer. The gases were analyzed
during the first and third stages (i.e., steam injection and after NF soaking). The gaseous
products released were H,, CO, CHy, CO;, CoHy, and a small amount of H,S. The volume
fraction indicates the content of the components in the gaseous product, and the results are
shown in Figure 4. Panel A in Figure 4 shows the results obtained for HO1. As the main
result, it can be observed that the content of light hydrocarbons (C,H4 and CHy) increases
considerably after the injection of the nanofluid in the porous medium, accompanied by the
reduction in CO;, (<7% vol), CO (<12% vol) and H,S (<1% vol). Additionally, the nanofluid
generates H, during the catalytic cracking of the crude oil fractions, obtaining a gas with
approximately 5% vol and 22% vol hydrogen during the first and third stages, respectively.
The results obtained for HO2 are shown in Panel B of Figure 4. Similar components to HO1
are observed. The content of light hydrocarbons (C;Hy and CHy) and hydrogen increased
in the stage after the injection of the nanofluid. Hydrogen released was around 23% vol
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and 7% vol for the third and first stages, respectively. Oppositely, the gases CO,, H,S, and
CO decrease during the steam injection after the nanofluid soaking.
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Figure 3. Perdurability of crude oil for (a,c) for HO1 and (b,d) for HO2, for the effluents recovered
after the 12 h soaking of the nanofluid in the porous medium.

The benefit of nanoparticles in heavy oil gasification is elucidated when hydrogen
production is increased, and CO, release is reduced after the catalytic process. Hydrogen is
a typical product of free radical reactions of the heavier molecules in crude oil. Therefore,
the nanoparticles are expected to promote these reactions under the conditions evaluated,
increasing the amount produced. A previous study demonstrated that hydrogen could
be produced from the catalytic steam gasification of asphaltenes and resins [34]. First,
the reaction between H,O and C atoms in both fractions releases hydrogen as a direct
byproduct [52]. Other reactions, including water—gas shift and steam reforming, were
also evidenced by the authors [52]. Nanoparticles could facilitate the production of Hj
from H,O-CHy and H;O-CO through steam reforming and water—gas shift reactions,
respectively [53,54].

Moreover, the presence of Ni and Pd phases and their interactions with Al,O3 support
benefit the production of Hy. For example, H, can be produced by Ni/Al,O3 phases
through the complete combustion of CHy, H,O, and CO reforming. On the other hand, the
Pd/Al,O3 can simultaneously produce different species such as H, and CO. Both systems
follow different reaction pathways because of the further transfer of electrons between the
active phase to the support [55,56].
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Comparing crude oil upgrading results, the production of hydrogen and light hy-
drocarbons (C;Hy4 and CHy) is correlated with heavy oil upgrading results. The higher
the API gravity of the recovered crude oil during the displacement test, the higher the
selective distribution of Hp, C;Hy4, and CHy during the conversion process. The opposite
was found for the viscosity. It means that HO2 produced a higher amount of H; and light
hydrocarbons than HO1 because the nanoparticles presented the best performance in the
in situ upgrading of HO2. Both trends highlight the relationship between oil upgrading
and the release of a gas mixture with high calorific power.
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Figure 4. Selectivity distribution of light gases produced from steam gasification of (a) HO1 and
(b) HO2 at reservoir conditions in the presence and absence of nanofluid.
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2.5. Thermodynamic Analysis of Produced Hydrogen
2.5.1. Hydrogen Fugacity on HO1 during Steam Injection Assisted by Nanoparticles

The analysis of hydrogen fugacity was performed using the molar composition of the
released gas mixture presented in Table 1.

With the thermodynamic properties shown in the Methods section and molar com-
position (Table 1) of the gas mixture, the fugacity of each component was calculated
(Equations (1)—(15)) for both scenarios with and without the assistance of nanoparticles.
The pressure range used for HO1 was 600 psi—1600 psi, obtained through reservoir pres-
sure and overburden gradient, respectively. Figure 5 depicts the results at steam injection
temperature (270 °C). Hydrogen fugacity was found at 36.12 psi and 158 psi without and
with nanoparticles, respectively, which means that hydrogen acquired a higher chemical
potential due to the presence of nanoparticles. The hydrogen fugacity close to 1600 psi was
85.0 psi and 370.5 psi for the same scenarios. The hydrogen produced in the mentioned
pressure range presents higher fugacity close to the limits of the reservoir; hence, it will
move forwards to areas of lower fugacity (far from the reservoir limit with the overburden
pressure). The smallest difference in fugacity in the scenario without nanoparticles suggests
that at reservoir pressure, hydrogen has a lower tendency to migrate by diffusion to the
low-pressure point. Therefore, hydrogen can be lost in the stratigraphic columns above
the reservoir. The results agree with those reported by Chen et al. [57]. The authors show
the separation of CHy and H; with fugacity measurements, where high pressures allow
the purification of the components using a membrane-like technology. In this way, they
show the fugacity of each component as a tool to evaluate the separation and purification
of components.

Table 1. Molar composition of the gas mixture released during steam injection test of HO1 during
the first steam injection (without nanoparticles) and the steam injection after nanofluid soaking with
porous medium (with nanoparticles).

Component Without Nanoparticles With Nanoparticles
H; 0.05 0.22
CyHy 0.15 0.33
CH,4 0.22 0.27
CO, 0.30 0.07
CcO 0.27 0.11
H,S 0.01 0.00

2.5.2. Hydrogen Fugacity on HO1 at Different Temperatures Assisted by Nanoparticles

The temperature variation was selected according to the thermal gradient observed
on the porous media of the displacement tests. Table 2 summarized the temperature of the
coordinates. The pressure range was 700-1600 psi, as in the previous section.

Figure 6 shows the fugacity contour as a function of pressure and temperature for
hydrogen produced during the steam injection non-assisted and assisted by nanoparticles.
With the increase in temperature, fugacity decreased in both scenarios. When nanopar-
ticles were used, fugacity increased from 158 psi to 161 psi between 1 and 4 coordinates
at reservoir pressure. In the absence of nanoparticles, fugacity also increased by 3 psi
in the same conditions. As pressure increased (close to the overburden pressure), the
nanoparticles-assisted step increased fugacity at a higher degree when the temperature
lowered from coordinate 1 to 4. In this way, when comparing both scenarios, nanoparticles
increase the gap between the fugacities that the hydrogen acquires in the external points
evaluated. This leads to reduced displacement of the gas out of the reservoir. Similar
behavior of hydrogen within a gas mixture was shown by Redlich et al. [58].
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Figure 5. Fugacity of H) generated during the steam injection in the presence and absence of
nanoparticles on HO1 between reservoir pressure (700 psi) and overburden pressure (1600 psi) at the
steam injection temperature (270 °C).

Table 2. Temperature of coordinates of HO1 during the first steam injection (without nanoparticles)
and the steam injection after nanofluid soaking with porous medium (with nanoparticles).

Temperature (°C)

Component
Without Nanoparticles With Nanoparticles
1 270 270
2 212 255
3 168 234
4 59 150

It is worth mentioning that at low pressure, fugacity acquires lower values (reservoir
pressure) regardless of the temperature and scenario evaluated (with or without nanopar-
ticles). This result could be explained because the fugacity is a correction to the relative
pressure of the component in the mixture, and at higher pressures, there are more signifi-
cant deviations due to the intermolecular interactions between the components of the gas
mixture [59,60]. In this way, the effect of nanoparticles on hydrogen fugacity holds more
importance at higher system pressures. All these results highlight the use of nanoparticles
to assist a steam injection process where it is possible to produce hydrogen during heavy
crude oil production.

2.5.3. Hydrogen Fugacity on HO2 at Different Temperatures in the Presence and Absence
of Nanoparticles and Comparison with HO1

This section describes the estimated results of fugacity for HO2, considering the
reservoir pressure (400 psi) and the overburden pressure (1992 psi) at the same temperature
range evaluated in HO1. Figure 7 shows the contour areas for H, generated during the
steam injection. The Hj fugacity at reservoir pressure was 32.5 psi and 93.3 psi when
H; was produced in the absence and presence of nanoparticles at 270 °C. Regarding
overburden pressure, the fugacity of Hy was around 173 and 210 psi for the same scenarios,
respectively. Based on these results, it is expected that the hydrogen produced in zones
closer to the overburden pressure will migrate more easily toward zones of lower pressure
(i.e., around 400 psi). The difference in fugacity between the unassisted and nanoparticle-
assisted scenarios is 141 and 400 psi. This means that the H, produced in the stage without
nanoparticles tends to migrate more easily through the porous medium out of the reservoir
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concerning the hydrogen obtained when there are nanoparticles. The results agree with
those obtained for HO1. The difference between both systems lies mainly in the fact that
the pressure difference between the reservoir and the overburden pressure is greater in
HO2. The difference in fugacity found is greater when the pressure differential is greater.
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Figure 6. Fugacity contour of H; generated during the steam injection in the (a) absence and
(b) presence of nanoparticles on HO1 between reservoir pressure (700 psi) and overburden pressure
(1600 psi) as a function of temperature decline.
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Figure 7. Fugacity contour of H, generated during the steam injection in (a) absence and (b) presence
of nanoparticles on HO2 between reservoir pressure (400 psi) and overburden pressure (1990 psi) as
a function of temperature decline.

3. Materials and Methods
3.1. Materials

Asphaltenes and resins were extracted based on ASTM D2892 and ASTM D5236
standards [61,62] from two different HO. n-Heptane (99% Sigma-Aldrich, St. Louis, MO,
USA) was used as the precipitating agent. Static tests were executed with two different
nanoparticles. NP1: commercial Al,O3; nanoparticles (Petroraza S.A.S, Medellin, Colombia)
doped with 1.0% in mass fraction of Ni and Pd; and NP2: commercial CeO, nanoparticles
(Nanostructured & Amorphous Materials, Houston, TX, USA) doped with 1.0% in mass
fraction of Ni and Pd. Nickel and palladium were doped through the incipient wetness
technique [63]. The doped amount of Ni and Pd was ensured by Energy Dispersive X-ray
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spectroscopy (EDX) using a Field Electron and Ion (FEI) microscope model Quanta 400
(SEM) (Eindhoven, The Netherlands) coupled with the EDX source.

Both materials have been extensively characterized and reported by Cardona et al. [64]
and Medina et al. [65]. The most important properties are shown in Table 3.

Table 3. Basic characteristic of nanoparticles.

Properties NP1 NP2
Hydrodynamic diameter (nm) 76.0 20.2
BET surface area (m?-g~1) 2234 65.4
Ni crystal size (nm) 22 6.4
Pd crystal size (nm) 4.1 3.9
Ni dispersion (%) 54 12.7
Pd dispersion (%) 9.9 38.6
Point of zero charge 7.8 7.5

Displacement tests were performed using the reservoir fluids of two different Colom-
bian fields, consisting of two heavy crude oils and two synthetic brines. The basic proper-
ties of the crude oils are shown in Table 4. Brines were composed of 22,000 (brine 1) and
18,000 ppm (brine 2) NaCl eq (Sigma-Aldrich, St. Louis, MO, USA). Deionized water with
3 uS-em~! conductivity was used to generate the steam.

Table 4. Basic characteristics of heavy crude oil for the steam injection test.

Properties HO1 HO2
APT° 12.4 12.1
Viscosity 25 °C 4000 3500
Saturates (%) 18.98 17.18
Aromatic (%) 48.24 47.16
Resins (%) 31.04 33.65
Asphaltenes (%) 1.76 2.01

Sand samples were provided by Ecopetrol S.A. to construct the porous media. The
constructed porous media for the two Colombian fields were cleaned with a mixture of
methanol (99.8%), toluene (99.8%), and HCl (37%), all provided by Merk KGaA (Darmstadt,
Germany) following the tests reported in previous studies [24,25].

The nanoparticle with the best performance in the static tests is selected to formulate
the nanofluid. The carrier fluid consists of an oil-based fluid provided by Petroraza S.A.S
(Medellin, Colombia). Fourier Transform-Infrared Spectra corroborated the oil-based
chemical nature [66-68], and this is shown in Figure 54 of the Supplementary Material. The
nanofluid (AI-NF) consists of 500 mg-L~! nanoparticles dispersed in the commercial carrier.
Some properties of the carrier and the nanofluid are shown in Table 5.

Table 5. Basic characteristics of carrier and nanofluid.

Properties Carrier Nanofluid
Density (g-mL~1) 0.96 0.96
Viscosity (cP) 2.13 3.05
Surface tension (mN-m~1) 24.23 23.01
Conductivity (mS-cm™~1) 49 5.7
Thermal conductivity

(W-mK-1) 0.1502 0.1562

Thermal resistivity 660 640

(°Cecm-W—1h)
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3.2. Static Tests for Nanoparticle Selection through Adsorption Isotherms and
Thermogravimetric Analysis

The asphaltene/resin adsorption capacity of the nanoparticles was measured through
the construction of adsorption isotherms preparing oil model solutions consisting of dif-
ferent concentrations of asphaltenes/resins (100 mg-L~1-2000 mg-L~!) diluted in toluene.
The instrument and protocol employed for the adsorption isotherms construction were
described in previous studies [39,65,69].

A high-pressure thermogravimetric analyzer evaluated the subsequent catalytic de-
composition of asphaltenes/resins adsorbed on nanoparticles (HP-TGA 750, TA instru-
ments Inc., Hiillhorst, Germany). The tests were carried out at 700 and 400 psi for the
asphaltenes isolated from HO1 and HO2 based on the pressure of the respective oil field.

Initially, the surface of the samples was cleaned by subjecting them to a vacuum at
0.036 psi for 10 min. After that, the equipment reached pressure and flow conditions before
warming up. The experiments were carried out at isothermal steam injection conditions
(250 °C) for 300 min. The experiments were executed for an asphaltene/resin adsorbed
amount of 0.2 mg-m~2 £ 0.02 mg-m~2 [70]. The steam atmosphere was simulated by
introducing 100 mL-min~! of N, and 6.30 mL-min~! of HyO(g) using a gas saturator
controlled by a thermostatic bath [71].

3.3. Oil Recovery and Upgrading Evaluation

For dynamic tests, two different porous media were used. Table 6 summarizes the
absolute and oil-effective permeability for both systems.

Table 6. Basic characteristics of porous media.

System Porous Medium 1 Porous Medium 2
Mineralogy Silica (99%) Silica (99%)
Porosity (%) 22.0 21.0

Absolute permeability 4331 2103
Oil effective permeability 3558 1887

Displacement tests were executed in three stages to recreate steam injection at field
conditions. Steam was injected at 80% quality at 250 °C. The steam quality was ensured
through numerical simulation using the protocol described in our previous works [39,64].
The first stage includes the steam injection between 3 mL-min~! and 5 mL-min~!. During
this stage, the steam was injected until no more crude oil was produced. Then, during the
second stage, the incremental crude oil produced by nanofluid injection dispersed into
the steam stream was estimated. The nanofluid was injected between 0.5 mL-min~! and
1 mL-min~!. The third stage started when no increment in oil production was observed.
Here, the porous media were left to stand for 12 h, and then the steam was injected again
until there was no oil production. The pressure profile was monitored during the complete
process to ensure the nanofluid transport in the steam stream.

The overburden pressure was fixed at 1582 psi and 1992 psi for HO1 and HO2,
respectively. The pore pressure was 150 psi in both cases. The instrumental details of
the configuration system are reported in previous works [21,39,64].

Finally, the gas outlet line was coupled with a mass spectrometer (Shimadzu MS,
Tokyo, Japan). The scan rate of the linear ion trap mass analyzer was 0.03 m/z from 0 m/z
to 200 m/z. The MS instrument was equipped with a hot capillary column heated at 150 °C
to prevent gas condensation. The components targeted for analysis were obtained by using
a 100-eV electron impact mode to achieve sufficiently strong signals for information on the
HO transformation.

3.4. Effluents Characterization

The crude oil recovered during the three stages of the displacement test was charac-
terized by different techniques, including SARA distribution following the ASTM D6560
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standard [51,72]. Additionally, API gravity and dynamic viscosity were measured using
an Anton Paar Stabinger SVM 3000 (Madrid, Spain), following the protocols described
elsewhere [21,64]. The perdurability of the treatment in the crude oil quality was evaluated
in terms of API gravity and dynamic viscosity for four consecutive weeks.

3.5. Description of the Considered Scenario for In Situ Hydrogen Generated

With the aim of analyzing the behavior of hydrogen in the reservoir during in situ
crude oil upgrading, a thermodynamic analysis based on its fugacity was performed.
Figure 8 shows the schematic representation of the proposed system. The system considers
a scenario where both the producing well and the injection well are closed, and gases
have been generated during in situ crude oil upgrading. The AP on the x-axis is neglected
(Pw,injection = Pr = Pw production), Wwhereas the AP on the y-axis was calculated based on the
overburden gradient and the reservoir pressure of each oil field. The overburden gradient
is obtained considering the density of the rock matrix for the two reservoirs at 2.55 g-cm 3
(sand rock) and the depth of the reservoirs (HO1 = 1600 ft, HO2 = 2000 ft). The overburden
pressures for HO1 and HO2 were 1582 and 1992 psi, respectively. Additionally, the system
considers a caprock below the reservoir, so hydrogen diffusion could only occur upwards.

Production
well: closed

Injection well:
closed

i Nanoparticles Crude oil

Overburden Pressure

Caprock

Figure 8. Schematic representation of considered scenario for hydrogen fugacity analysis. The system
considers the following assumptions: injection and production well are closed (the AP on the x-axis
is neglected); the overburden pressures for HO1 and HO2 were 1582 and 1992 psi, respectively; the
density of the rock matrix for the two reservoirs was 2.55 g'cm_3 (sand rock); the depths of the
reservoirs were HO1 = 1600 ft, HO2 = 2000 ft; white boxes assume different temperatures based on
displacement tests;and presence of caprock below the reservoir.

This section contemplates different analyses as follows:

1.  Hydrogen fugacity analysis at steam injection temperature (first box of Figure 8) for
the gaseous mixture produced without nanoparticles on the HO1 sample.

2. Hydrogen fugacity analysis at steam injection temperature (first box of Figure 8) for
the gaseous mixture produced from the nanotechnology-assisted steam injection on
the HO1 sample.

3. Hydrogen fugacity analysis as a function of temperature (second, third, and fourth
boxes of Figure 8). The temperature was fixed based on the thermal profiles obtained
in the experimental setup using four thermocouples at the beginning, inside, and exit
of the porous medium. The analysis was performed for steam injection assisted by
nanoparticles on HO1.
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4. Hydrogen fugacity analysis for HO2 considering the variation in temperature and
comparison with HO1.

3.6. Thermodynamic Analysis of In Situ Hydrogen Generated

Fugacity is a thermodynamic property that measures the chemical potential of species
and can be used in phase equilibrium calculations. The use of fugacity allows the iden-
tification of the phase in which a component is likely to remain [60]. Its analysis can be
conducted through cubic [73,74] or virial [59,75] equations of state in a mixture of gases
or through correlations obtained from experimental information [57,76]. For this research,
the fugacity of the gas mixture released during the displacement test of HO1 and HO2
by steam injection assisted by nanotechnology was calculated. The gas mixture contains
hydrogen (Hj), ethylene (CoHy4), methane (CHy), carbon dioxide (CO,), carbon monoxide
(CO), and hydrogen sulfide (H;S).

The application of virial equations of state truncated in the second term with mixing
rules was considered to represent the possible intermolecular interactions between pairs of
components. The truncation to the second term occurs because the interaction between pairs
of molecules in gases is more likely than between triples or higher-order interactions [60,77].

The mixing rules allow us to calculate the properties of pseudo components that
represent the interaction between pairs of molecules. The mixing properties considered
were the acentric factor (w), critical temperature (T;), critical compressibility factor (Z,),
critical molar volume (v.), and critical pressure (P;). The mixing rules are applied to
the critical conditions because they are characteristic of each compound and allow the
evaluation of the deviation from ideality from the concept of reduced property, which is
explained by the theorem of corresponding states [78].

The equations used to calculate the fugacity of gases using the virial equations of state
truncated in the second term are shown below. First, the mixing rules are shown, then the
calculation of the virial coefficients of the pure substances, as well as the coefficients of the
interactions.

Next, we provide the mixing rules used to calculate the mixing properties of gases for
the application of the truncated virial equation of state in the second term (Equations (1)—(5)).

w; + w;
wij=——5— M
1/2
Teij = (T4 T,;) 2)
Zei+ 7o
j = ——— 2 5 o 3)
1/3\ 3
(vei)'® + (v
'(]Cl‘]‘ _ < cil 2 ( C]) (4)
Z,::RT.;
Py = ——*1 &)
Ucij

where the subscript ij indicates a property of the mixture and the subscripts i and j indicate
the component i and component j, respectively.

Thus, Equation (6) was used to calculate the second virial coefficient for the
component mixture.

RT,;;B;; ©)

B —
g Peij
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where Ei]- is the reduced second virial coefficient. To calculate the reduced virial coefficient,
it must be considered that this is only a function of temperature [60]. A good approximation
to this property is the following equation (Equation (7)):

Eij = Bg + (Ul]Bllj (7)

where BY, y B}, are only a function of temperature. These values can be calculated through
the following equations (Equations (8) and (9)):

0422
0
Bjj =0.083 — — = ®)
ry
0.172
B%:0m9—ﬁqj ©)

rij

where T;;; refers to the reduced temperature of the mixture and is calculated as the ratio of
the system temperature T to the critical temperature of the mixture T;;; (Equation (10)).

T
Tyii = — 10
rij Tcij (10)
For the second virial coefficient calculation, the reduced properties were considered.
To carry out the calculations previously explained, it is necessary to consider the properties
of each species in the gas mixture. For this purpose, the following table (Table 7) shows the
properties of interest for each of the components considered.

Table 7. Thermodynamic properties of gas mixture components produced during the steam gasifica-
tion of HO1 and HO2 with and without nanoparticles.

Critical Critical Critical Molar Critical

Component  Temperature Pressure Volume Compressibility AIS:CII'::C
(K) (bar) (cm3-mol—1) Factor
H, 33.19 13.13 64.1 0.305 —0.216
CoHy 282.3 50.4 131 0.281 0.087
CHy 190.6 45.99 98.6 0.286 0.012
CO, 304.2 73.83 94 0.274 0.224
CcO 1329 34.99 93.4 0.299 0.048
H,S 373.5 89.63 98.5 0.284 0.094

The second virial coefficient is a function of composition and temperature in a gas mixture.
A composition dependence equation at moderate pressures is as follows (Equation (11)) [60]:

B = ZZ%’]/]‘B:‘]' (11)
i

To obtain a mathematical expression for calculating the fugacity, it is necessary to
develop the expression from the virial equation of state (Equation (12)).

BP
Z=1+— 12
+tRT (12)

Equation (12) can be rewritten for a mixture of n moles as Equation (13):

BPn
/n=n + ﬁ (13)



Catalysts 2022, 12, 1349

19 of 22

In this way, considering an expression for the coefficient of fugacity of component k
(¢x) in the mixture (Equation (14)), an expression for the activity coefficient of component
k in the gas mixture is obtained from the virial equation of state (Equation (15)):

P
. _ .dP
Indy = /(Zk—l)? (14)
0
. P 1
Ingy = =T | B+ EZZ%‘%‘ (26 — 6i)) (15)
i

where subscripts i and j represent all species and J;; are calculated as shown below
(Equations (16) and (17)):
Oik = 2Bix — Bji — By (16)
The calculations were carried out using the Matlab® software (Version R2021a, Math-
works Inc., Natick, MA, USA.).
The purpose of the calculations made here is to show how the chemical potential of
hydrogen is affected by the presence of nanoparticles, modifying its behavior.

4. Conclusions

The present work evidence, for the first time, the positive thermal effect of nanopar-
ticles in assisting a steam injection process in terms of upgraded crude oil and hydrogen
co-production. The fugacity of H, was determined between the reservoir and overburden
pressure and different temperatures, which were determined by the thermal profiles in the
displacement test. The fugacity was calculated using the application of virial equations
of state with mixing rules based on the possible intermolecular interactions between the
components. Hydrogen acquired a higher chemical potential due to the nanoparticles’
presence. However, the difference in H, fugacity between both points is much higher
with nanoparticles, which means that hydrogen presents a lower tendency to migrate by
diffusion to the high-pressure point. The difference between HO1 and HO2 lies mainly in
the fact that the pressure difference between the reservoir and the overburden pressure
is greater in HO2; therefore, the difference in fugacity is greater when the pressure differ-
ential is greater. By considering the fugacity of each species as a measure of the chemical
potential, the development of this work allows us to elucidate the effect of nanoparticles on
the fugacity of the hydrogen formed in the reservoir due to thermal treatments, providing
a clearer landscape of in situ hydrogen behavior, as well as the possibility of having a
gaseous mixture rich in Hy on the surface with upgraded crude oil.
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/ /www.mdpi.com/article/10.3390/catal12111349/s1, Figure S1: Experimental adsorption of n-Cy
asphaltene isolated from (a) HO1 and (b) HO2 over NP1 and NP2 (dotted lines represent the SLE
fitting). Figure S2: Rate for mass change profiles for steam gasification of n-Cy asphaltenes isolated
form (a) HO1 and (b) HO2, with and without NP1 and NP2. Heating rate: 10 °C-min~!, N flow:
100 mL-min~1!, HyO(g) flow: 6.7 mL-min~'and sample mass 1 mg. Figure S3: Isothermal conversion
for steam gasification of n-C; asphaltenes isolated form (a) HO1 and (b) HO2, with and without NP1
and NP2. Heating rate: 10 °C-min1, N> flow: 100 mL-min1, HZO(g) flow: 6.7 mL-min—land sample
mass 1 mg. Figure S4: IR spectra for carrier used in the nanofluid for steam injection displacement.

Author Contributions: Conceptualization, O.E.M., EB.C. and C.A.F. (Camilo A. Franco); methodol-
ogy, O.EM. and S.C.; formal analysis, O.E.M.; investigation, O.E.M.; data curation, O.E.M. and S5.C.;
writing—original draft preparation, O.E.M.; writing—review and editing, all authors; supervision,
C.AF. (Camilo A. Franco) and A.EP.-C. All authors have read and agreed to the published version of
the manuscript.


https://www.mdpi.com/article/10.3390/catal12111349/s1
https://www.mdpi.com/article/10.3390/catal12111349/s1

Catalysts 2022, 12, 1349 20 of 22

Funding: This research received no external funding.
Data Availability Statement: Not applicable.

Acknowledgments: The author thanks the Grupo de Investigacion en Fenomenos de Superficie-
Michael Polanyi.

Conflicts of Interest: The authors declare no conflict of interest.

References

1.  Holladay, ].D.; Hu, J.; King, D.L.; Wang, Y. An overview of hydrogen production technologies. Catal. Today 2009, 139, 244-260.
[CrossRef]

2. Hansen, ]; Sato, M.; Ruedy, R.; Lo, K.; Lea, D.W.; Medina-Elizade, M. Global temperature change. Proc. Natl. Acad. Sci. USA 2006,
103, 14288-14293. [CrossRef]

3. Guilbert, D.; Vitale, G. Hydrogen as a Clean and Sustainable Energy Vector for Global Transition from Fossil-Based to Zero-Carbon.
Clean Technol. 2021, 3, 881-909. [CrossRef]

4. Navarro, R.M.; Pena, M.; Fierro, ]. Hydrogen production reactions from carbon feedstocks: Fossil fuels and biomass. Chem. Rev.
2007, 107, 3952-3991. [CrossRef] [PubMed]

5. Shibata, Y. Economic analysis of hydrogen production from variable renewables. IEE] Energy J. 2015, 10, 26—46.

6.  Ni, M,; Leung, D.Y; Leung, M.K.; Sumathy, K. An overview of hydrogen production from biomass. Fuel Process. Technol. 2006, 87,
461-472. [CrossRef]

7. Muradov, N. How to produce hydrogen from fossil fuels without CO, emission. Int. J. Hydrogen Energy 1993, 18, 211-215.
[CrossRef]

8.  Seyitoglu, S.; Dincer, I.; Kilicarslan, A. Energy and exergy analyses of hydrogen production by coal gasification. Int. . Hydrogen
Energy 2017, 42, 2592-2600. [CrossRef]

9. Blok, K,; Williams, R.; Katofsky, R.; Hendriks, C.A. Hydrogen production from natural gas, sequestration of recovered CO, in
depleted gas wells and enhanced natural gas recovery. Energy 1997, 22, 161-168. [CrossRef]

10. Santos, R.; Loh, W.; Bannwart, A.; Trevisan, O. An overview of heavy oil properties and its recovery and transportation methods.
Braz. ]. Chem. Eng. 2014, 31, 571-590. [CrossRef]

11.  Guo, K;; Li, H.; Yu, Z. In-situ heavy and extra-heavy oil recovery: A review. Fuel 2016, 185, 886-902. [CrossRef]

12.  Curtis, C.; Kopper, R.; Decoster, E.; Guzman-Garcia, A.; Huggins, C.; Knauer, L.; Minner, M.; Kupsch, N.; Linares, L.M.; Rough, H.
Heavy-oil reservoirs. Oilfield Rev. 2002, 14, 30-51.

13.  Rahimi, PM.; Gentzis, T. The chemistry of bitumen and heavy oil processing. In Practical Advances in Petroleum Processing;
Springer: Berlin/Heidelberg, Germany, 2006; pp. 597-634.

14. Hamedi Shokrluy, Y.; Babadagli, T. Kinetics of the in-situ upgrading of heavy oil by nickel nanoparticle catalysts and its effect on
cyclic-steam-stimulation recovery factor. SPE Reserv. Eval. Eng. 2014, 17, 355-364. [CrossRef]

15.  Elahi, S.M.; Scott, C.E.; Chen, Z.; Pereira-Almao, P. In-situ upgrading and enhanced recovery of heavy oil from carbonate
reservoirs using nano-catalysts: Upgrading reactions analysis. Fuel 2019, 252, 262-271. [CrossRef]

16. Dorian, J.P; Franssen, H.T.; Simbeck, D.R. Global challenges in energy. Energy Policy 2006, 34, 1984-1991. [CrossRef]

17. Owen, N.A; Inderwildi, O.R; King, D.A. The status of conventional world oil reserves—Hype or cause for concern? Energy
Policy 2010, 38, 4743-4749. [CrossRef]

18. Medina, O.E.; Olmos, C.; Lopera, S.H.; Cortés, EB.; Franco, C.A. Nanotechnology applied to thermal enhanced oil recovery
processes: A review. Energies 2019, 12, 4671. [CrossRef]

19. Franco, C.; Cardona, L.; Lopera, S.; Mejia, J.; Cortés, F. Heavy oil upgrading and enhanced recovery in a continuous steam
injection process assisted by nanoparticulated catalysts. In Proceedings of the SPE Improved Oil Recovery Conference, Tulsa, OK,
USA, 11-13 April 2016.

20. Ali, S. Current status of steam injection as a heavy oil recovery method. J. Can. Pet. Technol. 1974, 13. [CrossRef]

21. Medina, O.E.; Hurtado, Y.; Caro-Velez, C.; Cortés, F.B.; Riazi, M.; Lopera, S.H.; Franco, C.A. Improvement of steam injection
processes through nanotechnology: An approach through in situ upgrading and foam injection. Energies 2019, 12, 4633. [CrossRef]

22.  Shin, H.; Polikar, M. Review of reservoir parameters to optimize SAGD and Fast-SAGD operating conditions. |. Can. Pet. Technol.
2007, 46. [CrossRef]

23. Thomas, S. Enhanced oil recovery-an overview. Oil Gas Sci. Technol.-Rev. L’ifp 2008, 63, 9-19. [CrossRef]

24. Lu, C,; Liu, H.; Zhao, W. Visualized study of displacement mechanisms by injecting viscosity reducer and non-condensable gas to
assist steam injection. J. Energy Inst. 2017, 90, 73-81. [CrossRef]

25. Dong, X,; Liu, H.; Chen, Z.; Wu, K.; Lu, N.; Zhang, Q. Enhanced oil recovery techniques for heavy oil and oilsands reservoirs after
steam injection. Appl. Energy 2019, 239, 1190-1211. [CrossRef]

26. Sun, X.; Zhang, Y.; Chen, G.; Gai, Z. Application of nanoparticles in enhanced oil recovery: A critical review of recent progress.
Energies 2017, 10, 345. [CrossRef]

27. Nassar, N.N.; Hassan, A.; Pereira-Almao, P. Application of nanotechnology for heavy oil upgrading: Catalytic steam gasifica-

tion/cracking of asphaltenes. Energy Fuels 2011, 25, 1566-1570. [CrossRef]


http://doi.org/10.1016/j.cattod.2008.08.039
http://doi.org/10.1073/pnas.0606291103
http://doi.org/10.3390/cleantechnol3040051
http://doi.org/10.1021/cr0501994
http://www.ncbi.nlm.nih.gov/pubmed/17715983
http://doi.org/10.1016/j.fuproc.2005.11.003
http://doi.org/10.1016/0360-3199(93)90021-2
http://doi.org/10.1016/j.ijhydene.2016.08.228
http://doi.org/10.1016/S0360-5442(96)00136-3
http://doi.org/10.1590/0104-6632.20140313s00001853
http://doi.org/10.1016/j.fuel.2016.08.047
http://doi.org/10.2118/170250-PA
http://doi.org/10.1016/j.fuel.2019.04.094
http://doi.org/10.1016/j.enpol.2005.03.010
http://doi.org/10.1016/j.enpol.2010.02.026
http://doi.org/10.3390/en12244671
http://doi.org/10.2118/74-01-06
http://doi.org/10.3390/en12244633
http://doi.org/10.2118/07-01-04
http://doi.org/10.2516/ogst:2007060
http://doi.org/10.1016/j.joei.2015.10.005
http://doi.org/10.1016/j.apenergy.2019.01.244
http://doi.org/10.3390/en10030345
http://doi.org/10.1021/ef2001772

Catalysts 2022, 12, 1349 21 of 22

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

Ogolo, N.; Olafuyi, O.; Onyekonwu, M. Enhanced oil recovery using nanoparticles. In Proceedings of the SPE Saudi Arabia
Section Technical Symposium and Exhibition, Al Khobar, Saudi Arabia, 8-11 April 2012.

Agista, M.N.; Guo, K,; Yu, Z. A State-of-the-Art Review of Nanoparticles Application in Petroleum with a Focus on Enhanced Oil
Recovery. Appl. Sci. 2018, 8, 871. [CrossRef]

Hashemi, R.; Nassar, N.N.; Almao, P.P. Nanoparticle technology for heavy oil in-situ upgrading and recovery enhancement:
Opportunities and challenges. Appl. Energy 2014, 133, 374-387. [CrossRef]

Cheraghian, G.; Hendraningrat, L. A review on applications of nanotechnology in the enhanced oil recovery part B: Effects of
nanoparticles on flooding. Int. Nano Lett. 2016, 6, 1-10. [CrossRef]

Saboorian-Jooybari, H.; Dejam, M.; Chen, Z. Heavy oil polymer flooding from laboratory core floods to pilot tests and field
applications: Half-century studies. . Pet. Sci. Eng. 2016, 142, 85-100. [CrossRef]

Rampa, R.; Agogué, M. Developing radical innovation capabilities: Exploring the effects of training employees for creativity and
innovation. Creat. Innov. Manag. 2021, 30, 211-227. [CrossRef]

Medina, O.E.; Gallego, J.; Acevedo, S.; Riazi, M.; Ocampo-Pérez, R.; Cortés, EB.; Franco, C.A. Catalytic Conversion of n-C7
Asphaltenes and Resins II into Hydrogen Using CeO2-Based Nanocatalysts. Nanomaterials 2021, 11, 1301. [CrossRef] [PubMed]
Ariza, F; Andrés, C. Synthesis and Application of Supported Metallic and Multi-Metallic Oxides Nanoparticles for In-Situ Upgrading and
Inhibition of Formation Damage; Universidad Nacional de Colombia-Sede Medellin: Medellin, Colombia, 2015.

Nassar, N.N.; Hassan, A.; Pereira-Almao, P. Metal oxide nanoparticles for asphaltene adsorption and oxidation. Energy Fuels 2011,
25,1017-1023. [CrossRef]

Hosseinpour, N.; Khodadadi, A.A.; Bahramian, A.; Mortazavi, Y. Asphaltene adsorption onto acidic/basic metal oxide nanoparti-
cles toward in situ upgrading of reservoir oils by nanotechnology. Langmuir 2013, 29, 14135-14146. [CrossRef] [PubMed]
Kazemzadeh, Y.; Eshraghi, S.E.; Kazemi, K.; Sourani, S.; Mehrabi, M.; Ahmadi, Y. Behavior of asphaltene adsorption onto the
metal oxide nanoparticle surface and its effect on heavy oil recovery. Ind. Eng. Chem. Res. 2015, 54, 233-239. [CrossRef]

Medina, O.E.; Caro-Vélez, C.; Gallego, J.; Cortés, EB.; Lopera, S.H.; Franco, C.A. Upgrading of extra-heavy crude oils by dispersed
injection of NiO-PdO/CeO2+5 nanocatalyst-based nanofluids in the steam. Nanomaterials 2019, 9, 1755. [CrossRef]

Nassar, N.N. Asphaltene adsorption onto alumina nanoparticles: Kinetics and thermodynamic studies. Energy Fuels 2010, 24,
4116-4122. [CrossRef]

Franco, C.A.; Nassar, N.N.; Ruiz, M.A.; Pereira-Almao, P.; Cortés, F.B. Nanoparticles for inhibition of asphaltenes damage:
Adsorption study and displacement test on porous media. Energy Fuels 2013, 27, 2899-2907. [CrossRef]

Vargas, V.; Castillo, J.; Ocampo-Torres, R.; Lienemann, C.-P.; Bouyssiere, B. Surface modification of SiO, nanoparticles to increase
asphaltene adsorption. Pet. Sci. Technol. 2018, 36, 618—-624. [CrossRef]

Setoodeh, N.; Darvishi, P.; Esmaeilzadeh, F. Adsorption of asphaltene from crude oil by applying polythiophene coating on Fe304
nanoparticles. J. Dispers. Sci. Technol. 2018, 39, 578-588. [CrossRef]

Madhi, M.; Bemani, A.; Daryasafar, A.; Khosravi Nikou, M.R. Experimental and modeling studies of the effects of different
nanoparticles on asphaltene adsorption. Pet. Sci. Technol. 2017, 35, 242-248. [CrossRef]

Cortés, EB.; Montoya, T.; Acevedo, S.; Nassar, N.N.; Franco, C.A. Adsorption-desorption of n-c7 asphaltenes over micro-and
nanoparticles of silica and its impact on wettability alteration. CTF-Cienc. Tecnol. Futuro 2016, 6, 89-106. [CrossRef]

Nassar, N.N.; Franco, C.A.; Montoya, T.; Cortés, F.B.; Hassan, A. Effect of oxide support on Ni-Pd bimetallic nanocatalysts for
steam gasification of n-C7 asphaltenes. Fuel 2015, 156, 110-120. [CrossRef]

Lei, Y.; Bin, Y; Tao, Z. Gasification of n-C7 asphaltenes using Ni-based catalysts. Pet. Sci. Technol. 2017, 35, 2283-2286. [CrossRef]
Medina, O.E.; Gallego, J.; Arias-Madrid, D.; Cortés, E.B.; Franco, C.A. Optimization of the Load of Transition Metal Oxides (Fe,Os3,
Co0304, NiO and/or PdO) onto CeO, Nanoparticles in Catalytic Steam Decomposition of n-C7 Asphaltenes at Low Temperatures.
Nanomaterials 2019, 9, 401. [CrossRef] [PubMed]

Hassan, A.; Lopez-Linares, F.; Nassar, N.N.; Carbognani-Arambarri, L.; Pereira-Almao, P. Development of a support for a NiO
catalyst for selective adsorption and post-adsorption catalytic steam gasification of thermally converted asphaltenes. Catal. Today
2013, 207, 112-118. [CrossRef]

Oladyshkin, S.; Panfilov, M. Hydrogen penetration in water through porous medium: Application to a radioactive waste storage
site. Environ. Earth Sci. 2011, 64, 989-999. [CrossRef]

Cardona, L.; Arias-Madrid, D.; Cortés, F,; Lopera, S.; Franco, C. Heavy oil upgrading and enhanced recovery in a steam injection
process assisted by NiO-and PdO-Functionalized SiO2 nanoparticulated catalysts. Catalysts 2018, 8, 132. [CrossRef]
Hosseinpour, M.; Fatemi, S.; Ahmadi, S.J. Catalytic cracking of petroleum vacuum residue in supercritical water media: Impact of
a-Fe; O3 in the form of free nanoparticles and silica-supported granules. Fuel 2015, 159, 538-549. [CrossRef]

Pinc, W.; Yu, P; O’Keefe, M.; Fahrenholtz, W. Effect of gelatin additions on the corrosion resistance of cerium based conversion
coatings spray deposited on Al 2024-T3. Surf. Coat. Technol. 2009, 23, 3533-3540. [CrossRef]

Wang, X.; Chen, |.; Zeng, J.; Wang, Q.; Li, Z.; Qin, R.; Wu, C,; Xie, Z.; Zheng, L. The synergy between atomically dispersed Pd and
cerium oxide for enhanced catalytic properties. Nanoscale 2017, 9, 6643-6648. [CrossRef] [PubMed]

Lamonier, C.; Ponchel, A.; D’huysser, A.; Jalowiecki-Duhamel, L. Studies of the cerium-metal-oxygen-hydrogen system (metal=
Cu, Ni). Catal. Today 1999, 50, 247-259. [CrossRef]

Yamaguchi, T.; Ikeda, N.; Hattori, H.; Tanabe, K. Surface and catalytic properties of cerium oxide. J. Catal. 1981, 67, 324-330.
[CrossRef]


http://doi.org/10.3390/app8060871
http://doi.org/10.1016/j.apenergy.2014.07.069
http://doi.org/10.1007/s40089-015-0170-7
http://doi.org/10.1016/j.petrol.2016.01.023
http://doi.org/10.1111/caim.12423
http://doi.org/10.3390/nano11051301
http://www.ncbi.nlm.nih.gov/pubmed/34069187
http://doi.org/10.1021/ef101230g
http://doi.org/10.1021/la402979h
http://www.ncbi.nlm.nih.gov/pubmed/24131407
http://doi.org/10.1021/ie503797g
http://doi.org/10.3390/nano9121755
http://doi.org/10.1021/ef100458g
http://doi.org/10.1021/ef4000825
http://doi.org/10.1080/10916466.2018.1440300
http://doi.org/10.1080/01932691.2017.1339607
http://doi.org/10.1080/10916466.2016.1255641
http://doi.org/10.29047/01225383.06
http://doi.org/10.1016/j.fuel.2015.04.031
http://doi.org/10.1080/10916466.2017.1402033
http://doi.org/10.3390/nano9030401
http://www.ncbi.nlm.nih.gov/pubmed/30857326
http://doi.org/10.1016/j.cattod.2012.05.010
http://doi.org/10.1007/s12665-011-0916-0
http://doi.org/10.3390/catal8040132
http://doi.org/10.1016/j.fuel.2015.06.086
http://doi.org/10.1016/j.surfcoat.2009.05.019
http://doi.org/10.1039/C6NR09707C
http://www.ncbi.nlm.nih.gov/pubmed/28513637
http://doi.org/10.1016/S0920-5861(98)00507-0
http://doi.org/10.1016/0021-9517(81)90293-1

Catalysts 2022, 12, 1349 22 of 22

57.

58.

59.

60.

61.

62.

63.

64.

65.

66.

67.
68.

69.

70.

71.

72.

73.

74.

75.
76.

77.

78.

Chen, H.; Sholl, D.S. Predictions of selectivity and flux for CHy/H, separations using single walled carbon nanotubes as
membranes. |. Membr. Sci. 2006, 269, 152-160. [CrossRef]

Redlich, O.; Kwong, J.N. On the thermodynamics of solutions. V. An equation of state. Fugacities of gaseous solutions. Chem. Rev.
1949, 44, 233-244. [CrossRef]

Spycher, N.E,; Reed, M.H. Fugacity coefficients of H, CO,, CHy, HyO and of H,O-CO,-CH, mixtures: A virial equation treatment
for moderate pressures and temperatures applicable to calculations of hydrothermal boiling. Geochim. Cosmochim. Acta 1988, 52,
739-749. [CrossRef]

Smith, J.; Van Ness, H.; Abbot, M. Introduction to Thermodynamics in Chemical Engineering; McGraw-Hill: Madrid, Spain, 2005.
Ancheyta, J.; Centeno, G.; Trejo, F.; Marroquin, G.; Garcia, J.; Tenorio, E.; Torres, A. Extraction and characterization of asphaltenes
from different crude oils and solvents. Energy Fuels 2002, 16, 1121-1127. [CrossRef]

Lopez, D.; Giraldo, L.J.; Salazar, ].P.; Zapata, D.M.; Ortega, D.C.; Franco, C.A.; Cortés, F.B. Metal Oxide Nanoparticles Supported
on Macro-Mesoporous Aluminosilicates for Catalytic Steam Gasification of Heavy Oil Fractions for On-Site Upgrading. Catalysts
2017, 7, 319. [CrossRef]

Delannoy, L.; El Hassan, N.; Musi, A.; Le To, N.N.; Krafft, ].-M.; Louis, C. Preparation of supported gold nanoparticles by a
modified incipient wetness impregnation method. J. Phys. Chem. B 2006, 110, 22471-22478. [CrossRef] [PubMed]

Cardona, L.; Medina, O.E.; Céspedes, S.; Lopera, S.H.; Cortés, EB.; Franco, C.A. Effect of Steam Quality on Extra-Heavy Crude Oil
Upgrading and Oil Recovery Assisted with PdO and NiO-Functionalized AI203 Nanoparticles. Processes 2021, 9, 1009. [CrossRef]
Medina, O.E.; Gallego, J.; Restrepo, L.G.; Cortés, E.B.; Franco, C.A. Influence of the Ce4+/Ce3+ Redox-couple on the cyclic
regeneration for adsorptive and catalytic performance of NiO-PdO/CeO,+6 nanoparticles for n-C7 asphaltene steam gasification.
Nanomaterials 2019, 9, 734. [CrossRef] [PubMed]

Pérez-Robles, S.; Cortés, EB.; Franco, C.A. Effect of the nanoparticles in the stability of hydrolyzed polyacrylamide/resorcinol/
formaldehyde gel systems for water shut-off /conformance control applications. J. Appl. Polym. Sci. 2019, 136, 47568. [CrossRef]
Socrates, G. Infrared and Raman Characteristic Group Frequencies: Tables and Charts; John Wiley & Sons: Hoboken, NJ, USA, 2004.
Taborda-Acevedo, E.A.; Jurado, W.J.; Cortés, EB. Efecto de la temperatura en el proceso de adsorcién de agua en Carbén
sub-bituminoso colombiano. Bol. Cienc. Tierra 2016, 39, 57-64.

Medina, O.E.; Gallego, J.; Olmos, C.M.; Chen, X.; Cortés, EB.; Franco, C.A. Effect of Multifunctional Nanocatalysts on n-C7
Asphaltene Adsorption and Subsequent Oxidation under High-Pressure Conditions. Energy Fuels 2020, 34, 6261-6278. [CrossRef]
Franco, C.A.; Zabala, R.D.; Zapata, ].; Mora, E.; Botero, O.; Candela, C.; Castillo, A. Inhibited gas stimulation to mitigate
condensate banking and maximize recovery in cupiagua field. SPE Prod. Oper. 2013, 28, 154-167. [CrossRef]

Franco, C.A.; Montoya, T.; Nassar, N.N.; Cortés, F.B. Nioand pdo Supported on Fumed Silica Nanoparticles for Adsorption and Catalytic
Steam Gasification of Colombian C7asphaltenes; Nova Science Publishers: Hauppauge, NY, USA, 2014.

Bansal, V,; Krishna, G.; Chopra, A.; Sarpal, A. Detailed hydrocarbon characterization of RFCC feed stocks by NMR spectroscopic
techniques. Energy Fuels 2007, 21, 1024-1029. [CrossRef]

Holland, T.; Powell, R. A Compensated-Redlich-Kwong (CORK) equation for volumes and fugacities of CO, and H,O in the
range 1 bar to 50 kbar and 100-1600 C. Contrib. Mineral. Petrol. 1991, 109, 265-273. [CrossRef]

Grevel, K.-D.; Chatterjee, N.D. A modified Redlich-Kwong equation of state for H-H,O fluid mixtures at high pressures and at
temperatures above 400 C. Eur. |. Mineral. 1992, 4, 1303-1310. [CrossRef]

Hagelstein, P.L. Equation of State and Fugacity Models for H2 and for D2. ]. Condens. Matter Nucl. Sci. 2015, 16, 23—-45.
Chiodini, G.; Marini, L. Hydrothermal gas equilibria: The H20-H2-CO2-CO-CH4 system. Geochim. Cosmochim. Acta 1998, 62,
2673-2687. [CrossRef]

Cengel, Y.A; Boles, M.A.; Kanoglu, M. Thermodynamics: An Engineering Approach; McGraw-hill: New York, NY, USA, 2011;
Volume 5.

Rice, S.A. On the Theorem of Corresponding States and Its Application to Mixtures. . Chem. Phys. 1958, 29, 141-147. [CrossRef]


http://doi.org/10.1016/j.memsci.2005.06.030
http://doi.org/10.1021/cr60137a013
http://doi.org/10.1016/0016-7037(88)90334-1
http://doi.org/10.1021/ef010300h
http://doi.org/10.3390/catal7110319
http://doi.org/10.1021/jp062130l
http://www.ncbi.nlm.nih.gov/pubmed/17091989
http://doi.org/10.3390/pr9061009
http://doi.org/10.3390/nano9050734
http://www.ncbi.nlm.nih.gov/pubmed/31085999
http://doi.org/10.1002/app.47568
http://doi.org/10.1021/acs.energyfuels.0c00653
http://doi.org/10.2118/151575-PA
http://doi.org/10.1021/ef060268x
http://doi.org/10.1007/BF00306484
http://doi.org/10.1127/ejm/4/6/1303
http://doi.org/10.1016/S0016-7037(98)00181-1
http://doi.org/10.1063/1.1744412

	Introduction 
	Results 
	Nanoparticle Selection through Adsorption Isotherms and Thermogravimetric Analysis 
	Crude Oil Recovery 
	Effluent Analysis 
	Gaseous Products 
	Thermodynamic Analysis of Produced Hydrogen 
	Hydrogen Fugacity on HO1 during Steam Injection Assisted by Nanoparticles 
	Hydrogen Fugacity on HO1 at Different Temperatures Assisted by Nanoparticles 
	Hydrogen Fugacity on HO2 at Different Temperatures in the Presence and Absence of Nanoparticles and Comparison with HO1 


	Materials and Methods 
	Materials 
	Static Tests for Nanoparticle Selection through Adsorption Isotherms and Thermogravimetric Analysis 
	Oil Recovery and Upgrading Evaluation 
	Effluents Characterization 
	Description of the Considered Scenario for In Situ Hydrogen Generated 
	Thermodynamic Analysis of In Situ Hydrogen Generated 

	Conclusions 
	References

