
Citation: Hafeez, S.; Harkou, E.;

Adamou, P.; Barlocco, I.; Zanella, E.;

Manos, G.; Al-Salem, S.M.; Chen, X.;

Delgado, J.J.; Dimitratos, N.; et al.

Formic Acid Decomposition Using

Palladium-Zinc Preformed Colloidal

Nanoparticles Supported on Carbon

Nanofibre in Batch and Continuous

Flow Reactors: Experimental and

Computational Fluid Dynamics

Modelling Studies. Nanomaterials

2023, 13, 2993. https://doi.org/

10.3390/nano13232993

Academic Editor: Mikhail Sheremet

Received: 6 October 2023

Revised: 8 November 2023

Accepted: 20 November 2023

Published: 22 November 2023

Copyright: © 2023 by the authors.

Licensee MDPI, Basel, Switzerland.

This article is an open access article

distributed under the terms and

conditions of the Creative Commons

Attribution (CC BY) license (https://

creativecommons.org/licenses/by/

4.0/).

nanomaterials

Article

Formic Acid Decomposition Using Palladium-Zinc Preformed
Colloidal Nanoparticles Supported on Carbon Nanofibre in
Batch and Continuous Flow Reactors: Experimental and
Computational Fluid Dynamics Modelling Studies
Sanaa Hafeez 1, Eleana Harkou 2 , Panayiota Adamou 2 , Ilaria Barlocco 3 , Elisa Zanella 3 , George Manos 4 ,
Sultan M. Al-Salem 5 , Xiaowei Chen 6 , Juan Josè Delgado 6, Nikolaos Dimitratos 7,8 , Alberto Villa 3 and
Achilleas Constantinou 2,*

1 School of Engineering and Materials Science, Queen Mary University of London, London E1 4NS, UK;
sanaa.hafeez@qmul.ac.uk

2 Department of Chemical Engineering, Cyprus University of Technology, 57 Corner of Athinon and
Anexartisias, Limassol 3036, Cyprus; ea.harkou@edu.cut.ac.cy (E.H.); paa.adamou@edu.cut.ac.cy (P.A.)

3 Department of Chemistry, University of Milan, Via Golgi, 20133 Milan, Italy; ilaria.barlocco@unimib.it (I.B.);
elisa.zanella@unimi.it (E.Z.); alberto.villa@unimi.it (A.V.)

4 Department of Chemical Engineering, University College London, London WCIE 7JE, UK; g.manos@ucl.ac.uk
5 Environment & Life Sciences Research Centre, Kuwait Institute for Scientific Research, P.O. Box 24885,

Safat 13109, Kuwait; ssalem@kisr.edu.kw
6 Department of Materials Science Metallurgical Engineering and Inorganic Chemistry, University of Cádiz,

Campus Río San Pedro, E-11510 Puerto Real, Spain; xiaowei.chen@uca.es (X.C.);
juanjose.delgado@uca.es (J.J.D.)

7 Department of Industrial Chemistry “Toso Montanari”, Alma Mater Studiorum University of Bologna,
Viale Risorgimento 4, 40136 Bologna, Italy; nikolaos.dimitratos@unibo.it

8 Center for Chemical Catalysis-C3, Alma Mater Studiorum University of Bologna, Viale Risorgimento 4,
40136 Bologna, Italy

* Correspondence: a.konstantinou@cut.ac.cy

Abstract: The need to replace conventional fuels with renewable sources is a great challenge for the
science community. H2 is a promising alternative due to its high energy density and availability.
H2 generation from formic acid (FA) decomposition occurred in a batch and a packed-bed flow
reactor, in mild conditions, using a 2% Pd6Zn4/HHT (high heated treated) catalyst synthesised via
the sol-immobilisation method. Experimental and theoretical studies took place, and the results
showed that in the batch system, the conversion was enhanced with increasing reaction temperature,
while in the continuous flow system, the conversion was found to decrease due to the deactivation of
the catalyst resulting from the generation of the poisoning CO. Computational fluid dynamics (CFD)
studies were developed to predict the conversion profiles, which demonstrated great validation with
the experimental results. The model can accurately predict the decomposition of FA as well as the
deactivation that occurs in the continuous flow system. Of significance was the performance of the
packed-bed flow reactor, which showed improved FA conversion in comparison to the batch reactor,
potentially leading to the utilisation of continuous flow systems for future fuel cell applications for
on-site H2 production.

Keywords: formic acid; hydrogen; batch; packed-bed flow reactor; CFD

1. Introduction

Our dependence on non-renewable energy sources, with their exhaustion in the near
future and their effect on the environment, are very crucial factors and challenges that this
world needs to consider and face. Hydrogen (H2) constitutes an alternative solution, but
the storage and distribution of H2 remain the most important challenges. Liquid H2 is the
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most desirable form of H2 for storage, which involves a complex process and high cost [1].
The storage of H2 in other molecules that can be easily transported and utilised is the
most dominant option, with formic acid (FA; HCOOH) gaining the interest from scientists
as it offers high H2 content [2]. Hydrogen fuel cells are considered a promising and a
well-established technology for power generation in the future, since they can be utilised in
the public transportation sectors, such as in vehicles, submarines and spacecrafts, as well as
for portable devices [3,4]. The reaction of the decomposition of FA to H2 may operate under
mild conditions with the reactant having low toxicity [5], and can be generated through the
hydrogenation of atmospheric CO2, implying significant positive effects on the climate [6].
FA decomposition follows two routes, with the first one including the production of H2
and CO2 and the second one the generation of CO and H2O. The production of CO is
undesirable as it poisons the catalyst, so it must be eliminated [7].

Many studies include investigations of heterogeneous catalysts, as they are most
preferable due to the fact that are more easy to use in the separation process with fluid
components after the end of a reaction and, most of the time, can be reused [8]. Among
the existing investigations, in order to find the optimum heterogeneous catalyst that is
highly tolerant to the CO generation pathway but also offers high conversion rates at
moderate temperatures, Pd-based catalysts were found to be promising [9]. In recent years,
monometallic and bimetallic Pd heterogeneous catalysts were studied for the production
of H2-rich gas thorugh the decomposition of FA [10–18]. Santos et al. [19] synthesised
bimetallic PdAu catalysts unsupported and supported on activated carbon with different
Pd:Au compositions. Bimetallic catalysts resulted in a smaller particle size compared
to monometallic Pd/C and Au/C. Moreover, the supported catalysts were more active
than the unsupported catalysts, highlighting the beneficial effect of support. Pd25Au75/C
achieved a TOF value of 212 h−1, and the authors concluded that the synergistic effect of
the two metals increases the TOF value and enhances the availability of Pd sites on the
catalytic surface.

As far as we are aware, Zn metal has been assessed for enhancing the activity of other
metals like Pt for FA decomposition [20]. Since Pd-based catalysts are known for being
the most active towards H2 production from the point of view of FA dehydrogenation [9],
and due to the fact that the formation of CO is still a challenge, the investigation of Pd-Zn
catalysts with higher activity is important. Zhang et al. [20] synthesised Pd-Zn nanocrystals
which that highly stable and showed better resistance to CO poisoning compared to Pd/C.
Fathirad et al. [21] investigated the oxidation of FA in a fuel cell utilising Pd-Zn nanoalloys
deposited on Vulcan XC-72R carbon. It was found that the bimetallic alloy is a promising
candidate for the application of FA fuel cells, as the catalyst exhibited high stability. Hafeez
et al. [22] studied FA decomposition using a 2% Pd6Zn4 catalyst in a stirred batch reactor
system, aiming to reproduce their experimental results using process modelling. The
comparison between the bimetallic catalyst and the commercial Pd/C catalyst showed that
Pd6Zn4 can achieve higher conversions.

More studies assessing the performance of other bimetallic catalyst have been con-
ducted in order to enhance the activity of monometallic catalysts. Wu et al. [23] reported
that the performance of a bimetallic Pd-Co/C catalyst with nonprecious Co metal achieved
better catalytic activity and stability than the Pd/C catalyst. In comparison with other
Pd-based catalysts with nonprecious metals, the Pd-Co/C catalyst achieved the best activity,
attaining a TOF value at 333 K of 8117 h−1. It was observed that the presence of Pd2+ was
higher in the Pd-Co/C catalyst, which may enhance the decomposition of FA, and also,
the presence of nonprecious Co improved the cyclability of the catalyst, as the activity of
the catalyst after 10 cycles was better. A Pd-Rh-based catalyst was designed at different
Pd:Rh ratios by Barlocco et al. [24], as the introduction of a second metal can enhance the
properties of the Pd catalyst. It was found that the metal ratio affected the performance of
the catalysts, with the Pd-rich catalysts being more active and stable during recycling tests
than the Rh-rich ones, with the optimum Pd90Rh10 catalyst showing activity of 1792 h−1.
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The decomposition of FA has been performed by many scientists in fixed-bed, stirred-
tank reactors and microreactors. Batch reactors are mostly used for the production of
small quantities in contrast to fixed-bed reactors that can utilise large-scale capacities.
Packed-bed reactors are more preferable as they offer more flexibility in operation, and
have the potential to be used as fuel cell systems where the usage of batch reactors is
limited in these application systems [25]. Winkler et al. [26] performed an experimental
and theoretical investigation on FA dehydrogenation in packed-bed reactors using a Pd/C
catalyst. The results disclosed that the catalyst is selective to the reaction towards H2
production. A long-term stability test revealed that the catalyst was active even after 8 h.
Three kinetic models were applied to describe the experimental data, with the multistep
adsorption–decomposition model having the best fit.

Hafeez et al. [27] performed a computational investigation of different microreactor
designs with the use of a Pd/C catalyst. The configurations were a packed-bed, a coated-
wall and a packed-bed membrane microreactor, with the first two microreactors exhibiting
similar performance. The membrane configuration showed better performance compared to
the other microreactors, as the separation of the CO improved the conversion of the reactor.
A commercial Pd/C catalyst was used for the decomposition of FA by Caiti et al. [28] under
mild reaction conditions, revealing that the pore fouling and poisoning induced by formate
ions result in catalyst deactivation under continuous operation. Moreover, these factors
were found to be enhanced in a plug flow reactor (PFR), as the deactivation was found
to be extensive. Minimising the steady state concentration of FA in a continuous flow
mode could optimise the results, since the system could operate continuously, under mild
conditions, for more than 2500 turnovers, without any loss in activity.

In a previous work reported by our group [22], process simulation modelling was
used to investigate and validate the Pd6Zn4 catalyst in a batch reactor, and we reported
better performance of the bimetallic catalyst compared to the Pd/C. In this present work, a
Pd6Zn4/HHT (high heat-treated) catalyst was synthesised through a different preparation
method, aiming to improve the overall performance of the catalyst compared to the previous
one. The importance of the work was represented by its combination of experimental
work with computational simulation in batch and continuous flow reactors, as well as
the implementation of the continuous flow system for the constant production of a H2
stream for fuel cell applications. CFD modelling studies provide a better understanding of
parameter behaviour as it offers the opportunity to study specific terms in the governing
equations [11,27,29–34].

2. Materials and Methods
2.1. Catalyst Preparation

The Pd6Zn4 supported on HHT-CNFs was synthesised via sol-immobilisation in an
inert atmosphere for the prevention of Zn oxidation. The morphology and structure of the
synthesised catalyst were determined via transmission electron microscopy (TEM) from
Thermo Fisher Scientific, Waltham, MA, USA and X-ray photoelectron spectroscopy (XPS)
from Thermo Fisher Scientific, Breda, The Netherlands. The details of the materials used,
the synthesis of the catalyst and the experimental procedure concerning the characterisation
of the catalyst are available in the Supplementary Materials.

2.2. Catalytic Tests

The catalytic tests were performed in a batch and a home-made packed-bed reactor
where the effects of temperature and FA flow rate were studied, respectively. In both
cases, the conversion of FA was evaluated using high-performance liquid chromatography
(HPLC). Details of the experimental set up are provided in the Supplementary Materials.

3. Modelling Methodology

For this study, COMSOL Multiphysics 5.6 was used in order to couple the mass
balance equations and the conservation along with the boundary conditions. All the
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equations used are presented in the Supplementary Materials. The geometry for the
packed-bed microreactor model comprised a mesh containing 641,837 domain elements
and 3356 boundary elements, with 77,168 degrees of freedom, while the batch reactor had
3 degrees of freedom. The computational times for the packed-bed and batch systems were
30 s and 13 s, respectively.

4. Results and Discussion
4.1. Catalyst Characterisation

The Pd6Zn4/HHT bimetallic catalyst was prepared via the sol-immobilisation method
using polyvinyl alcohol (PVA) as a protective agent and NaBH4 as a reducing agent [22].
The catalytic performance was evaluated via FA dehydrogenation in a batch and a fixed-
bed reactor. TEM was used to evaluate the morphology of the PdZn bimetallic catalyst
(Figure 1), showing an average particle size of 2–3 nm, with particles well dispersed on
the surface of the carbon nanofibres. STEM-XEDS analysis verified the presence of Pd-
Zn bimetallic particles, with an average molar ratio of 72:28, slightly higher than to the
nominal one (60:40), due the non-complete immobilisation of Zn on the carbon support, as
confirmed via ICP analysis.
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Figure 1. STEM-HAADF image of Pd6Zn4 catalyst.

4.2. Modelling Results
4.2.1. Batch Reactor Validation

An evaluation of the performance of the catalyst was conducted by decomposing
FA in a batch reactor. Figure 2 presents the experimental data of the conversion of FA
versus time at a temperature range of 30–60 ◦C compared with the CFD results, which
show good agreement. It can be observed that the increase in temperature increases the
conversion of FA, and based on the Arrhenius expression (k = Ae

−Ea
RT ), when the temperature

of the reaction is increased, the rate constant, and therefore, the rate of the reaction, are
also increased (r = kCA). The activation energy for 2% Pd6Zn4 was found to be around
22 kJ/mol for the batch reactor system. The great overall performance of the catalyst can
be attributed to the Pd-enriched surface of the bimetallic catalyst, as confirmed via XPS
analysis (Figure S3).

A targeted comparison among the experimental and computational studies using the
Pd6Zn4@HHT catalyst, prepared via the wet impregnation method at 30 ◦C, is demon-
strated in Figure 3. It is evident from the figure that there is a significant difference among
the experimental and modelling results compared to Figure 2, since the conversion is lower
than the predicted one. This difference might be due to the side reaction generating CO,
blocking the active sites of the catalyst while reducing its activity. CO deactivation has
not been included in the theoretical investigation. On the contrary, good agreement be-
tween the experimental and the modelling results was obtained for Pd6Zn4@HHT prepared
via sol-immobilisation. Indeed, the H2 selectivity, measured with the use of an on-line
micro-GC for the calculation of CO/CO2, was 93% using Pd6Zn4@HHT prepared via sol-
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immobilisation, higher than that prepared via wet impregnation (76%). The comparison
between the two PdZn catalysts highlights the beneficial effect of the presence of polyvinyl
alcohol on the surface of PdZn in terms of selectivity.
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4.2.2. Packed-Bed Flow Reactor Validation

The dehydrogenation of FA was also studied in a packed-bed reactor under mild
operating conditions. Usually, temperatures above 60 ◦C are not investigated due to their
incapability to be utilised in portable devices like fuel cells for on-site H2 generation; there-
fore, we focused on investigating the reaction temperature only at 30 ◦C. From Figure 4, it
is observed that the conversion reaches up to 50% in the first 1 h of the reaction, followed
by a decrease afterwards. The decrease in the conversion is related to the poisoning of the
catalyst from the generation of CO due to the dehydration of FA. Moreover, the computa-
tional analysis showed great validation, suggesting that a packed-bed flow reactor model is
able to predict the reaction profile, including the dehydrogenation of FA to H2 generation,
as well as the deactivation profile. The continuous flow reactors, due to the fact that they
can operate and handle higher concentrations when compared to the batch systems, are
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more preferred, especially for large-scale processes [25]. Comparing the conversion of FA
between the batch and packed-bed reactor systems at 30 ◦C (Figures 2 and 4), it is found
that the latter showed an enhancement in terms of FA conversion.
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The designed model includes the solid catalyst, and the internal and external mass
transfer limitations within the packed-bed reactor can be determined. The study of mass
transfer resistances can display the parameters that lead the reaction to be diffusion- or
mass-limited. Figure 5 shows the concentration profile of FA within the catalyst particles.
The concentration profiles were obtained at different reactor heights of y = 0.1; 0.25 and
0.35 mm. For the concentration gradient within the catalyst particle, the internal mass
transfer resistance is responsible. The CFD models were simulated using constant reactor
properties and catalyst particle size. It was observed that there was no significant difference
in the concentration of FA (less than 2%), and it can be considered that the internal mass
transfer resistance is negligible.
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Additionally, mass transfer limitations in the bulk were also investigated. The de-
composition of FA involves the diffusion and mass transfer of FA to the area of catalyst
particles. The concentration of FA surrounding the catalyst particle was compared to the
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concentration on the surface of the particle in order to define the external mass transfer
limitations. Figure 6 shows a comparison between the bulk concentrations of FA and the
concentrations obtained on the surface of the catalyst particle. The difference between the
concentration of FA in the bulk and on the surface of the catalyst particle was found to be
less than 2%, and it can be considered that the external mass transfer resistance is negligible.
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Figure 6. Comparison between the concentration of FA within the catalyst particle and in the bulk
generated from the CFD models.

Non-isothermal conditions were also investigated in order to define any heat transfer
limitations. Even though the packed-bed reactor operates isothermally at 30 ◦C, an energy
balance was included for this investigation. Figure 7 shows the temperature profile along
the length of the bed in non-isothermal conditions. The heat transfer effects are eliminated
in the packed-bed reactor as it appears from the temperature profile where the temperature
is constant along the bed length.
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The inlet flow rate of FA was also investigated (0.1–0.5 mL/min) both experimentally
and computationally with a steady reaction temperature of 30 ◦C. As depicted in Figure 8,
lower flow rates resulted in higher conversions. This can be attributed to the dependence
on the residence time; the velocity of FA is lower where it can stay longer in the reactor,
therefore leading to a higher conversion. Moreover, it was found that 0.1 mL/min had
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the best performance, achieving FA conversion around 50%, and after 1 h of reaction, the
conversion decreased due to deactivation of the catalyst. The activity of the catalyst could
be prolonged by the use of membranes since they offer the ability to separate selectively
chemical species in the reactor. Since CO is known as a poisonous species in the reaction of
FA decomposition, a membrane can be introduced in the reactor to remove the CO that
causes deactivation and to alleviate the performance of the catalyst [27].
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tion conditions: bed length of 7 cm (50 mg Pd6Zn4/HHT-CNFs and 50 mg HHT-CNFs); FA = 0.1 M;
FA flow = 0.1, 0.3, 0.5 mL min−1; temperature = 30 ◦C.

5. Conclusions

Batch and packed-bed configurations were utilised for the decomposition of FA util-
ising a 2% Pd6Zn4@HHT catalyst. The studies included the correlation of experimental
and CFD studies, which were performed for validation, showing the validity of the ex-
perimental results. The results showed that in the batch reactor system, the conversion
increases with the reaction temperature, exceeding 80% at 60 ◦C. The conversion in the
continuous flow system was found to be higher at lower inlet FA flow rates, and the activity
of the catalyst was significantly decreased after 60 min of reaction time, attributed to the
formation of CO, which promotes the poisoning of the active sites of the catalyst. Lastly,
switching from a batch reactor to a continuous flow system offers the opportunity to obtain
higher FA conversions and potential utilisation for the constant generation of H2 in fuel
cell applications. The improvement in the activity of the catalyst, since the generated CO
promotes its deactivation, is a challenge to overcome in future work. Also, CFD simulations
can be utilised for the investigation of different parameters considering the configuration
of the reactor.

Supplementary Materials: The following supporting information can be downloaded at: https://
www.mdpi.com/article/10.3390/nano13232993/s1, Figure S1: Schematic diagram of the batch reactor
set-up; Figure S2: Schematic diagram of packed bed reactor set up; Figure S3: XPS analysis of
Pd6Zn4 catalyst; Figure S4: Comparison between the single and double membrane configurations
on the formic acid conversion at different temperatures. References [24,35–41] are cited in the
supplementary materials.

Author Contributions: Conceptualisation, A.C.; software, S.H.; validation, I.B. and E.Z.; formal
analysis, S.H. and A.C.; resources, A.C.; writing—original draft preparation, E.H., P.A., I.B., E.Z.,
X.C., J.J.D., S.M.A.-S., A.V., G.M. and A.C.; writing—review and editing, E.H., P.A., I.B., E.Z., X.C.,
J.J.D., S.M.A.-S., A.V., G.M., N.D. and A.C.; supervision, A.C.; project administration, A.C.; funding
acquisition, A.V. All authors have read and agreed to the published version of the manuscript.

Funding: This research received no external funding.

https://www.mdpi.com/article/10.3390/nano13232993/s1
https://www.mdpi.com/article/10.3390/nano13232993/s1


Nanomaterials 2023, 13, 2993 9 of 10

Data Availability Statement: The data presented in this study are available from the authors.

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

References
1. Valentini, F.; Kozell, V.; Petrucci, C.; Marrocchi, A.; Gu, Y.; Gelman, D.; Vaccaro, L. Formic acid, a biomass-derived source of

energy and hydrogen for biomass upgrading. Energy Environ. Sci. 2019, 12, 2646–2664. [CrossRef]
2. Carrales-Alvarado, D.H.; Dongil, A.B.; Fernández-Morales, J.M.; Fernández-García, M.; Guerrero-Ruiz, A.; Rodríguez-Ramos,

I. Selective hydrogen production from formic acid decomposition over Mo carbides supported on carbon materials. Catal. Sci.
Technol. 2020, 10, 6790–6799. [CrossRef]

3. Al-Nayili, A.; Majdi, H.S.; Albayati, T.M.; Cata Saady, N.M. Formic Acid Dehydrogenation Using Noble-Metal Nanoheterogeneous
Catalysts: Towards Sustainable Hydrogen-Based Energy. Catalysts 2022, 12, 324. [CrossRef]

4. Joó, F. Breakthroughs in Hydrogen Storage-Formic Acid as a Sustainable Storage Material for Hydrogen. ChemSusChem 2008, 1,
805–808. [CrossRef]

5. Wang, X.; Meng, Q.; Gao, L.; Jin, Z.; Ge, J.; Liu, C.; Xing, W. Recent progress in hydrogen production from formic acid
decomposition. Int. J. Hydrogen Energy 2018, 43, 7055–7071. [CrossRef]

6. Álvarez, A.; Bansode, A.; Urakawa, A.; Bavykina, A.V.; Wezendonk, T.A.; Makkee, M.; Gascon, J.; Kapteijn, F. Challenges in
the Greener Production of Formates/Formic Acid, Methanol, and DME by Heterogeneously Catalyzed CO2 Hydrogenation
Processes. Chem. Rev. 2017, 117, 9804–9838. [CrossRef]

7. Bulushev, D.A.; Ross, J.R.H. Towards Sustainable Production of Formic Acid. ChemSusChem 2018, 11, 821–836. [CrossRef]
8. Younas, M.; Rezakazemi, M.; Arbab, M.S.; Shah, J.; Rehman, W.U. Green hydrogen storage and delivery: Utilizing highly active

homogeneous and heterogeneous catalysts for formic acid dehydrogenation. Int. J. Hydrogen Energy 2022, 47, 11694–11724.
[CrossRef]

9. Sundramoorthy, A.K.; Paul, R.; Jiao, Y.; Li, Y.; Navlani-García, M.; Mori, K.; Salinas-Torres, D.; Kuwahara, Y.; Yamashita, H. New
Approaches toward the Hydrogen Production from Formic Acid Dehydrogenation over Pd-Based Heterogeneous Catalysts.
Front. Mater. 2019, 6, 4. [CrossRef]

10. Mihet, M.; Dan, M.; Barbu-Tudoran, L.; Lazar, M.D.; Blanita, G. Controllable H2 Generation by Formic Acid Decomposition on a
Novel Pd/Templated Carbon Catalyst. Hydrogen 2020, 1, 22–37. [CrossRef]

11. Hafeez, S.; Sanchez, F.; Al-Salem, M.; Villa, A.; Manos, G.; Dimitratos, N.; Constantinou, A.; Centeno, A. Decomposition of
Additive-Free Formic Acid Using a Pd/C Catalyst in Flow: Experimental and CFD Modelling Studies. Catalysts 2021, 11, 341.
[CrossRef]

12. Golub, F.S.; Beloshapkin, S.; Gusel’Nikov, A.V.; Bolotov, V.A.; Parmon, V.N.; Bulushev, D.A. Boosting Hydrogen Production
from Formic Acid over Pd Catalysts by Deposition of N-Containing Precursors on the Carbon Support. Energies 2019, 12, 3885.
[CrossRef]

13. Kosider, A.; Blaumeiser, D.; Schötz, S.; Preuster, P.; Bösmann, A.; Wasserscheid, P.; Libuda, J.; Bauer, T. Enhancing the feasibility of
Pd/C-catalyzed formic acid decomposition for hydrogen generation–catalyst pretreatment, deactivation, and regeneration. Catal.
Sci. Technol. 2021, 11, 4259–4271. [CrossRef]

14. Santos, J.L.; Megías-Sayago, C.; Ivanova, S.; Centeno, M.Á.; Odriozola, J.A. Functionalized biochars as supports for Pd/C catalysts
for efficient hydrogen production from formic acid. Appl. Catal. B Environ. 2021, 282, 119615. [CrossRef]

15. Xing, Z.; Guo, Z.; Chen, X.; Zhang, P.; Yang, W. Optimizing the activity of Pd based catalysts towards room-temperature formic
acid decomposition by Au alloying. Catal. Sci. Technol. 2019, 9, 588–592. [CrossRef]

16. Liu, T.; Zhang, Z.; Yan, L.; Zhang, Z.; Zhang, Y.; Yin, Y. Pd nanoparticles immobilized on aniline-functionalized MXene as an
effective catalyst for hydrogen production from formic acid. Int. J. Hydrogen Energy 2021, 46, 33098–33106. [CrossRef]

17. Sneka-Płatek, O.; Kaźmierczak, K.; Jędrzejczyk, M.; Sautet, P.; Keller, N.; Michel, C.; Ruppert, A.M. Understanding the influence
of the composition of the AgPd catalysts on the selective formic acid decomposition and subsequent levulinic acid hydrogenation.
Int. J. Hydrogen Energy 2020, 45, 17339–17353. [CrossRef]

18. Sun, Q.; Chen, B.W.J.; Wang, N.; He, Q.; Chang, A.; Yang, C.M.; Asakura, H.; Tanaka, T.; Hülsey, M.J.; Wang, C.H.; et al.
Zeolite-Encaged Pd–Mn Nanocatalysts for CO2 Hydrogenation and Formic Acid Dehydrogenation. Angew. Chem.—Int. Ed. 2020,
59, 20183–20191. [CrossRef]

19. Santos, J.L.; León, C.; Monnier, G.; Ivanova, S.; Centeno, M.Á.; Odriozola, J.A. Bimetallic PdAu catalysts for formic acid
dehydrogenation. Int. J. Hydrogen Energy 2020, 45, 23056–23068. [CrossRef]

20. Zhang, X.; Fan, H.; Zheng, J.; Duan, S.; Huang, Y.; Cui, Y.; Wang, R. Pd–Zn nanocrystals for highly efficient formic acid oxidation.
Catal. Sci. Technol. 2018, 8, 4757–4765. [CrossRef]

21. Fathirad, F.; Mostafavi, A.; Afzali, D. Bimetallic PdeMo nanoalloys supported on Vulcan XC-72R carbon as anode catalysts for
direct alcohol fuel cell. Int. J. Hydrogen Energy 2016, 42, 3215–3221. [CrossRef]

22. Hafeez, S.; Barlocco, I.; Al-Salem, M.; Villa, A.; Chen, X.; Delgado, J.J.; Manos, G.; Dimitratos, N.; Constantinou, A. Experimental
and process modelling investigation of the hydrogen generation from formic acid decomposition using a pd/zn catalyst. Appl.
Sci. 2021, 11, 8462. [CrossRef]

https://doi.org/10.1039/C9EE01747J
https://doi.org/10.1039/D0CY01088J
https://doi.org/10.3390/catal12030324
https://doi.org/10.1002/cssc.200800133
https://doi.org/10.1016/j.ijhydene.2018.02.146
https://doi.org/10.1021/acs.chemrev.6b00816
https://doi.org/10.1002/cssc.201702075
https://doi.org/10.1016/j.ijhydene.2022.01.184
https://doi.org/10.3389/fmats.2019.00044
https://doi.org/10.3390/hydrogen1010003
https://doi.org/10.3390/catal11030341
https://doi.org/10.3390/en12203885
https://doi.org/10.1039/D1CY00300C
https://doi.org/10.1016/j.apcatb.2020.119615
https://doi.org/10.1039/C8CY02402B
https://doi.org/10.1016/j.ijhydene.2021.07.164
https://doi.org/10.1016/j.ijhydene.2020.04.180
https://doi.org/10.1002/anie.202008962
https://doi.org/10.1016/j.ijhydene.2020.06.076
https://doi.org/10.1039/C8CY01503A
https://doi.org/10.1016/j.ijhydene.2016.09.138
https://doi.org/10.3390/app11188462


Nanomaterials 2023, 13, 2993 10 of 10

23. Wu, J.; Zuo, J.; Liu, K.; Lin, J.; Liu, Z. Highly Active/Selective Synergistic Catalysis of Bimetallic Pd/Co Catalyst Anchored on
Air-Mediated Nanocarbons for H 2 Production by Formic Acid Dehydrogenation. Catal. Lett. 2023, 153, 2517–2526. [CrossRef]

24. Barlocco, I.; Capelli, S.; Zanella, E.; Chen, X.; Delgado, J.J.; Roldan, A.; Dimitratos, N.; Villa, A. Synthesis of palladium-rhodium
bimetallic nanoparticles for formic acid dehydrogenation. J. Energy Chem. 2021, 52, 301–309. [CrossRef]

25. Hafeez, S.; Harkou, E.; Spanou, A.; Al-Salem, S.M.; Villa, A.; Dimitratos, N.; Manos, G.; Constantinou, A. Review on recent
progress and reactor set-ups for hydrogen production from formic acid decomposition. Mater. Today Chem. 2022, 26, 101120.
[CrossRef]

26. Winkler, T.; Baccot, F.; Eränen, K.; Wärnå, J.; Hilpmann, G.; Lange, R.; Peurla, M.; Simakova, I.; Grénman, H.; Murzin, Y.; et al.
Catalytic decomposition of formic acid in a fixed bed reactor-an experimental and modelling study. Catal. Today 2022, 387,
920–5861. [CrossRef]

27. Hafeez, S.; Al-Salem, M.; Bansode, A.; Villa, A.; Dimitratos, N.; Manos, G.; Constantinou, A. Computational Investigation of
Microreactor Configurations for Hydrogen Production from Formic Acid Decomposition Using a Pd/C Catalyst. Ind. Eng. Chem.
Res. 2022, 614, 1655–1665. [CrossRef]

28. Caiti, M.; Padovan, D.; Hammond, C. Continuous Production of Hydrogen from Formic Acid Decomposition over Heterogeneous
Nanoparticle Catalysts: From Batch to Continuous Flow. ACS Catal. 2019, 9, 9188–9198. [CrossRef]

29. Phuan, Y.W.; Lau, E.A.L.; Ismail, H.M.; Lee, B.K.; Chong, M.N. Computational Fluid Dynamics Modelling of Photoelectrocatalytic
Reactors for the Degradation of Formic Acid. Appl. Mech. Mater. 2016, 835, 386–393. [CrossRef]

30. Rostami, P.; Sharifi, M.; Aminshahidy, B.; Fahimpour, J. The effect of nanoparticles on wettability alteration for enhanced oil
recovery: Micromodel experimental studies and CFD simulation. Pet. Sci. 2019, 16, 859–873. [CrossRef]

31. Maslan, N.H.; Rosli, M.I.; Masdar, M.S. Three-dimensional CFD modeling of a direct formic acid fuel cell. Int. J. Hydrogen Energy
2019, 44, 30627–30635. [CrossRef]

32. Jafari, A.; Hasani, M.; Hosseini, M.; Gharibshahi, R. Application of CFD technique to simulate enhanced oil recovery processes:
Current status and future opportunities. Pet. Sci. 2020, 17, 434–456. [CrossRef]

33. Partopour, B.; Dixon, A.G. Effect of particle shape on methanol partial oxidation in a fixed bed using CFD reactor modeling.
AIChE J. 2020, 66, e16904. [CrossRef]

34. Jałowiecka, M.; Bojarska, Z.; Małolepszy, A.; Makowski, Ł. Mass transport enhancement in direct formic acid fuel cell with a
novel channel design. Chem. Eng. J. 2023, 451, 138474. [CrossRef]

35. Bulushev, D.A.; Beloshapkin, S.; Ross, J.R.H. Hydrogen from formic acid decomposition over Pd and Au catalysts. Catal. Today
2010, 154, 7–12. [CrossRef]

36. Ting, S.-W.; Hu, C.; Pulleri, J.K.; Chan, K.-Y. Heterogeneous Catalytic Generation of Hydrogen from Formic Acid under Pressurized
Aqueous Conditions. Ind. Eng. Chem. Res. 2012, 51, 4861–4867. [CrossRef]

37. Sanchez, F.; Motta, D.; Roldan, A.; Hammond, C.; Villa, A.; Dimitratos, N. Hydrogen Generation from Additive-Free Formic Acid
Decomposition Under Mild Conditions by Pd/C: Experimental and DFT Studies. Top. Catal. 2018, 61, 254–266. [CrossRef]

38. Reddy, K.A.; Doraiswamy, L.K. Physico-Chemical Constants of Binary Systems in Concentrated Solutions. Ind. Eng. Chem.
Fundam. 1966, 6, 77–79. [CrossRef]

39. Fogler, H. Chapter 10: Catalysis and Catalytic Reactors. In Elements of Chemical Reaction Engineering, 5th ed.; Prentice Hall: Upper
Saddle River, NJ, USA, 2016; pp. 454–456.

40. Cheng, Y.; Lu, S.; Xu, W.; Wen, H.; Wang, J. Fabrication of superhydrophobic Au–Zn alloy surface on a zinc substrate for roll-down,
self-cleaning and anti-corrosion properties. J. Mater. Chem. A 2015, 3, 16774–16784. [CrossRef]

41. Harkou, E.; Adamou, P.; Georgiou, K.; Hafeez, S.; Al-Salem, S.M.; Villa, A.; Manos, G.; Dimitratos, N.; Constantinou, A.
Computational Studies on Microreactors for the Decomposition of Formic Acid for Hydrogen Production Using Heterogeneous
Catalysts. Molecules 2023, 28, 5399. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

https://doi.org/10.1007/s10562-022-04078-0
https://doi.org/10.1016/j.jechem.2020.04.031
https://doi.org/10.1016/j.mtchem.2022.101120
https://doi.org/10.1016/j.cattod.2021.10.022
https://doi.org/10.1021/acs.iecr.1c04128
https://doi.org/10.1021/acscatal.9b01977
https://doi.org/10.4028/www.scientific.net/AMM.835.386
https://doi.org/10.1007/s12182-019-0312-z
https://doi.org/10.1016/j.ijhydene.2019.01.062
https://doi.org/10.1007/s12182-019-00363-7
https://doi.org/10.1002/aic.16904
https://doi.org/10.1016/j.cej.2022.138474
https://doi.org/10.1016/j.cattod.2010.03.050
https://doi.org/10.1021/ie2030079
https://doi.org/10.1007/s11244-018-0894-5
https://doi.org/10.1021/i160021a012
https://doi.org/10.1039/C5TA03979G
https://doi.org/10.3390/molecules28145399

	Introduction 
	Materials and Methods 
	Catalyst Preparation 
	Catalytic Tests 

	Modelling Methodology 
	Results and Discussion 
	Catalyst Characterisation 
	Modelling Results 
	Batch Reactor Validation 
	Packed-Bed Flow Reactor Validation 


	Conclusions 
	References

