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Preface to "Modelling and Process Control of Fuel Cell
Systems”

The ever-increasing energy consumption, rising public awareness for environmental protection,
and higher prices of fossil fuels have motivated many to look for alternative and renewable energy
sources. The global fossil fluid fuel demand will soon exceed the global fossil fluid fuel production,
which is expected to lead to an energy shortage crisis unless a sustainable alternative fuel is available
soon. Among the many alternative fuel sources, fuel cells have received a major share of the attention,
while they can also act as cogeneration systems. The complicated reaction, heat, and mass transfer
mechanisms in the fuel cells introduce extreme nonlinearities in the dynamics of the fuel cell.

The fundamental modeling and control problem in the fuel cells is further complicated by the
existence of strong interaction between the input and output parameters; conventional modeling
approaches and control strategies are incapable of coping with these difficulties. The conventional
models do not consider all these phenomena in their model. Therefore, a comprehensive analysis of
the models and effects of various parameters are needed to provide a more realistic understanding
of the phenomena encountered in fuel cells and improve the quantitative understanding of the
actual process. Since fuel cells are severely nonlinear and typically have several operational
constraints, a single linear controller may not provide satisfactory performance over a wide range
of operating conditions.

Therefore, advanced process control schemes need to be implemented to cater for the process
dynamic nonlinearities and difficulties involved in the robust control of fuel cells. Efficient
management and operation of such hybrid fuel cell grids are hence also needed along with better
control methods. Since the simulation results of modeling are only predictions and estimations of
a real system, an important step in the development of modeling and control is online validation.
Unfortunately, there is a lack of experimental validation of the dynamic models of fuel cells in the
open literature at present. Environmental assessment of systems closely related to fuel cell operations,
such as the lithium-ion battery, is also necessary in these further studies. Hence, this Special Issue
aims to highlight the recent trends in these topics, with several papers related to the above issues.

Mohd Azlan Hussain, Wan Ramli Wan Daud
Editors
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The ever increasing energy consumption, rising public awareness for environmental protection,
and higher prices of fossil fuels have motivated many to look for alternative and renewable energy
sources. The world fossil fluid fuel demand will soon exceed the world fossil fluid fuel production,
which is expected to lead to an energy shortage crisis unless a sustainable alternative fuel is available
soon. Among the many alternative fuel sources, fuel cells have received a major share of the attention,
while they can also act as cogeneration systems.

The complicated reaction, heat, and mass transfer mechanisms in the fuel cells introduce extreme
nonlinearities in the dynamcis of the fuel cell. The fundamental modeling and control problem in the
fuel cells is further complicated by the existence of strong interaction between the input and output
parameters; conventional modeling approaches and control strategies are incapable of coping with
these difficulties. The conventional models do not consider all these the phenomena in their model.
Therefore, a comprehensive analysis of the models and effects of various parameters are needed to
provide a more realistic understanding of the phenomena encountered in fuel cells and improve the
quantitative understanding of the actual process.

Since fuel cells are severely nonlinear and typically have several operational constraints, a single
linear controller may not provide satisfactory performance over a wide range of operating conditions.
Therefore, advanced process control schemes are needed to be implemented to cater the process dynamic
nonlinearities and difficulties involved in the robust control of fuel cells. Efficient management and
operation of such hybrid fuel cell grids are hence also needed along with better control methods.
Since the simulation results of modeling is only a prediction and estimation of real system, an important
step in the development of modeling and control is online validation. Unfortunately, there is a lack
of experimental validation of the dynamic models of fuel cells in the open literature at present.
Environmental assesment of systems closely related to fuel cell operations such as the Lithium-lon
battery is also necessary in these further studies.

In this special issue, we have seven papers related to the above issues i.e., of Fuel-Cell based
Cogeneration System (1 paper), Management and Control of Fuel Cell Systems (2 papers), Analysis,
Simulation and Operations of different types of fuel cells (1 paper), Modelling and Online experiment
validation (2 papers), and environment assessment of Cathode Materials in Lithium-Ion battery energy
generation systems (1 paper).

The paper by Ramadhani, F. et al. [1] gives a comprehensive review with technical guidelines
for the design and operation of fuel-cell especially in cogeneration system setup. This review can be
an important source of reference for the optimal design and operation of various type of fuel cells in
cogeneration systems.

Processes 2020, 8, 1592; doi:10.3390/pr8121592 1 www.mdpi.com/journal/processes
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The paper by Atawi, LE. et al. [2] discusses the modelling, management, and control of an
autonomous hybrid microgrid system which incorporates fuel cells. This work utilizes an optimal
control algorithm called the Mine Blast Algorithm, where the fuel cell compensates for extra load in
the power demands of the system. The paper by Chatrattanawet, N. et al. [3] involves the design and
implementation of off line robust model predictive control for solid oxide fuel cells. This work relates
to the control of the temperature and fuel in a direct internal reforming solid oxide fuel cell through an
ellipsoidal invariant set. For the analysis part, the paper by Ahmed et al. [4] touches on the simulation
of solid oxide fuel cell anode using Aspen HYSYS Software. This paper mainly focus on the study
of the effect of reforming activity on distributed performance profiles, carbon formation and anode
oxidation risks.

At the same time, the paper by Govindarasu, R.; Somasundaram, S. [5] involves the mathematical
modelling and simulation to identify the most influencing process variable affecting the fuel cell
operation. Real time experiments were carried out to validate and obtain the optimum temperature for
maximun power density. Furthermore, the paper by Burkic, D. et al. [6] discusses on the effects of
induced friction in open cathode conduits with virtual roughness in the air-forced flow of a proton
exchange membrane fuel cell. The regression model obtained correlates air flow and pressure drop as
a function of the variable flow friction factor.

Finally, the work of Wang, L. et al. [7] presents the environmental sustainability assessment of
typical cathode materials of Lithium-Ion battery based on three life cycle assessment approaches that
are applicable to the other cathode-based set up such as the fuel cell systems.

We thank all the contributors as well as the editorial staff of Processes for the support of this
special issue.

Funding: This research received no external funding.

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

References

1.  Ramadhani, F; Hussain, M.A.; Mokhlis, H. A Comprehensive Review and Technical Guideline for Optimal
Design and Operations of Fuel Cell-Based Cogeneration Systems. Processes 2019, 7, 950. [CrossRef]

2. Atawi, LE,; Kassem, A.M.; Zaid, S.A. Modeling, Management, and Control of an Autonomous Wind/Fuel
Cell Micro-Grid System. Processes 2019, 7, 85. [CrossRef]

3. Chatrattanawet, N.; Kheawhom, S.; Chen, Y.-S.; Arpornwichanop, A. Design and Implementation of the
Off-Line Robust Model Predictive Control for Solid Oxide Fuel Cells. Processes 2019, 7, 918. [CrossRef]

4. Ahmed, K.; Amiri, A.; Tadé, M.O. Simulation of Solid Oxide Fuel Cell Anode in Aspen HYSYS—A Study
on the Effect of Reforming Activity on Distributed Performance Profiles, Carbon Formation, and Anode
Oxidation Risk. Processes 2020, 8, 268. [CrossRef]

5. Govindarasu, R.; Somasundaram, S. Studies on Influence of Cell Temperature in Direct Methanol Fuel Cell
Operation. Processes 2020, 8, 353. [CrossRef]

6. Brki¢, D.; Praks, P. Air-Forced Flow in Proton Exchange Membrane Fuel Cells: Calculation of Fan-Induced
Friction in Open-Cathode Conduits with Virtual Roughness. Processes 2020, 8, 686. [CrossRef]

7. Wang, L.; Wu, H.,; Hu, Y,; Yu, Y.; Huang, K. Environmental Sustainability Assessment of Typical Cathode
Materials of Lithium-Ion Battery Based on Three LCA Approaches. Processes 2019, 7, 83. [CrossRef]

Publisher’s Note: MDPI stays neutral with regard to jurisdictional claims in published maps and institutional
affiliations.

® © 2020 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
BY

(CC BY) license (http://creativecommons.org/licenses/by/4.0/).



S M processes MBPY

Review

A Comprehensive Review and Technical Guideline
for Optimal Design and Operations of Fuel
Cell-Based Cogeneration Systems

Farah Ramadhani !, Mohd Azlan Hussain * and Hazlie Mokhlis 2

1 Chemical Engineering Department, Faculty of Engineering, University of Malaya, Kuala Lumpur 50603,

Malaysia; farahramadhani@siswa.um.edu.my

Electrical Engineering Department, Faculty of Engineering, University of Malaya, Kuala Lumpur 50603,
Malaysia; hazli@um.edu.my

*  Correspondence: mohd_azlan@um.edu.my

Received: 2 October 2019; Accepted: 10 December 2019; Published: 12 December 2019

Abstract: The need for energy is increasing from year to year and has to be fulfilled by developing
innovations in energy generation systems. Cogeneration is one of the matured technologies in energy
generation, which has been implemented since the last decade. Cogeneration is defined as energy
generation unit that simultaneously produced electricity and heat from a single primary fuel source.
Currently, the implementation of this system has been spread over the world for stationary and
mobile power generation in residential, industrial and transportation uses. On the other hand, fuel
cells as an emerging energy conversion device are potential prime movers for this cogeneration
system due to its high heat production and flexibility in its fuel usage. Even though the fuel cell-based
cogeneration system has been popularly implemented in research and commercialization sectors, the
review regarding this technology is still limited. Focusing on the optimal design of the fuel cell-based
cogeneration system, this study attempts to provide a comprehensive review, guideline and future
prospects of this technology. With an up-to-date literature list, this review study becomes an important
source for researchers who are interested in developing this system for future implementation.

Keywords: review; cogeneration; fuel cell; optimal design; guidelines

1. Introduction

The rapid increase of energy demand in conjunction with the depletion of oil and coal and the
environmental threats to pollution over the world have led to an energy security issue. Researchers,
scientists and engineers are making effort to find solutions by using more effective and efficient power
generation systems or finding energy sources that are cleaner and renewable. The prospect in creating
new technologies for energy generation purpose and utilizing cleaner energy sources have increased
around the world by the commitment of countries to reduce their carbon emissions and to include the
renewable energy sector into their energy plan [1,2].

In line with the development of energy generation systems, which are more efficient and reliable,
the cogeneration system has played its role in power and heat production systems. The technology had
been popular in 1977 using coal and oil as the fuels, but its prospect became more and more gloomy
when the fuel price increased in 1980 [3]. However, this technology has gone back to be more popular
in this last decade in line with the finding of new energy sources, which are renewable, cleaner and
economically competitive. Currently, cogeneration systems can be derived not only using combustion
engines or gas turbine but also employing fully renewable or semi-renewable energy sources such as
photovoltaic thermal panels, Stirling engines and fuel cells.

Processes 2019, 7, 950; doi:10.3390/pr7120950 3 www.mdpi.com/journal/processes
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Amongst the emerging technologies as the prime mover candidate for cogeneration systems, fuel
cells are one of the most suitable devices that can generate electricity and heat continuously. Fuel
cells act as an energy conversion device, which generates electricity from the thermodynamic and
electrochemical reactions between hydrogen and oxygen. Along with the generated electricity from
the fuel cells, they also generate heat, water and fewer carbon per kWh energy production compared
to conventional combustion engines when using hydrocarbons as the fuel. The heat generated from
the cell is potential to be used in the cogeneration system by producing hot water or converting it into
cooling energy for room and water.

Based on its electrolyte technology and operating point, fuel cells have various types such as the
proton exchange membrane fuel cell (PEMFC), direct methanol fuel cell (DMFC), alkaline fuel cell
(AFC), phosphoric acid fuel cell (PAFC), molten carbonate fuel cell (MCFC), microbial fuel cell (MFC)
and solid oxide fuel cell (SOFC) [4-6]. Amongst them, PEMFC being the low temperature fuel cell
and SOFC as the high-temperature fuel cell are most popular to be employed as the prime mover in
cogeneration systems. Application of these fuel cell types is not limited for residential use but also for
industrial, public facilities and transportations [7].

Even though fuel cells are promising as a prime mover in cogeneration systems, the technology is
expensive and has a long payback period, which is not economically competitive compared to other
prime movers [8]. The research and development of new materials, which are cheaper and flexible
with various fuels are needed to be done to reduce the investment cost of the fuel cells. Furthermore,
the optimal design of the fuel cell-based cogeneration system has been proven to reduce the total
cost and carbon emission generated by the system [9]. The optimal design of the fuel cell-based
cogeneration system is also effective in tackling the size issue of the system capacity that leads to the
energy-waste problem.

There has been a rise in the research, development and review of the fuel cell-based cogeneration
system from year to year. Arsalis et al. [10] did a comprehensive review of fuel cell-based power and
heat generation system which focused on the technology and configuration of the system. The study
concerned two fuel cell types (PEMFC and SOFC) as the prime mover technology for the studied
cogeneration system along with the thermal management for the system. Milcarek et al. [11] gave
a review for the fuel cell-based cogeneration system covering the fundamental aspect on the future
prospect of this system for commercialization. The study focused on the application of the cogeneration
system for residential use only. Other reviews of the cogeneration systems not only focused on the fuel
cell as the prime mover but also other technologies such as gas turbine, combustion engines, Stirling
engine and renewable energy devices [3,12,13]. It can be concluded that reviews of fuel cell-based
cogeneration systems are still limited. From our knowledge, there is no review that focused on the
optimal design of fuel cell-based cogeneration system and guideline to design an optimal system based
on its applications, energy requirements and various specific criteria.

Therefore, this study attempts to provide a comprehensive review of fuel cell-based cogeneration
systems including its theoretical and working principle, research, development, commercialization,
current state of the system and on the optimal design of the system. This study also provides guidelines
for designing an optimal cogeneration system by using the fuel cell as the prime mover with its future
prospects. An up-to-date summary of previous studies conducted in the past 5 years has also been
included to give an insight for researchers who are interested in further studying the fuel cell-based
cogeneration systems.

2. Overview of Fuel Cells and Cogeneration Systems

2.1. Fuel Cells: Working Principle and Types

All fuel cells have two porous electrodes called anode and cathode, which are separated by a dense
electrolyte layer. They have similar characteristics to a battery in converting chemical primary sources
into electrical energy through electrochemical reactions. The reactions occurring between hydrogen,
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oxygen and other oxidizing agents generate heat and water as the by-products and electricity as the
primary product. In general, hydrogen as fuel moves through the porous anode while the oxygen as
the oxidant transport through the porous cathode. In the interface between the anode and cathode, the
hydrogen breaks up to H* ions and two electrons, which are absorbed to the electrode surface and pass
through an external circuit to create direct current power as explained in the literature [11]. At the same
time, the oxygen molecule at the porous anode combines with the two electrons from the electrode to
form O?~ ion, which diffuses to the electrolyte layer and reacts with H* ions to form water molecule.

The development of the electrolyte material enhances fuel cells to be fueled by other than pure
hydrogen. Due to the high-cost of pure hydrogen, some fuel cells can be driven using hydrocarbon
fuels. Hydrocarbons can be used via external reforming such as steam reforming or fuel combustion
or via internal reforming on a catalyst layer with direct electro-oxidation [11]. Steam reforming is an
endothermic reaction that reforms the hydrocarbon to hydrogen and syngas (CO). For several fuel
cell types especially those that work at high temperature, the syngas can be used directly to form two
electrons and carbon dioxide. Meanwhile, for low-temperature fuel cells, the gas must be processed
into pure hydrogen through the water gas shift reaction where the syngas reacts to water to form pure
hydrogen and carbon dioxide.

Fuel cells have also attracted much attention due to its environment friendly nature compared
to the conventional generators, which generate harmful gases as by-products. According to Table 1,
different types of fuel can be used to drive the fuel cells. Pure hydrogen is commonly used by
low-temperature fuel cells such as alkaline fuel cell (AFC) and polymer electrolyte membrane fuel
cell (PEMFC). The pure hydrogen itself can be produced from hydrocarbons, methanol or syngas.
High-temperature types such as molten carbonate fuel cell (MCFC) and solid oxide fuel cell (SOFC)
are more flexible in the use of the fuel. Furthermore, the fuel price can be competitive by using various
types of hydrocarbon, biogas and natural gas.

Fuel cells can be categorized as pure renewable energy generation if pure hydrogen is used to drive
the cells as they only produce water as the by-product [11]. However, the process of producing hydrogen,
which mostly comes from the hydrocarbon reforming processes must be taken into consideration
when calculating the life cycle assessment of the fuel cells. In several high-temperature fuel cells, the
CO produced in the steam reforming process can be used directly and produces CO, as by-products
along with water. However, compared to combustion engines, fuel cells are more environmentally
friendly even though some small emissions of carbon and NOx may be produced during the reforming
processes as much as having higher operating efficiency.

2.2. Cogeneration: System Components and Applications

In several applications, especially for offices and residential homes, electricity is not the sole
energy required. Other energies such as heating and cooling water are also needed continuously [14].
However, most office and residential buildings utilized the separated system (SP) in generating
electricity, heating and cooling energies to meet those requirements, which caused inefficiency in
energy usage and significantly raises the energy cost. Therefore, an integrated system that can cover
more than one energy demand is desired to enhance the system efficiency, energy utilization and cost,
using what is called the cogeneration system.
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Cogeneration system can be defined as the system that generates simultaneous power and heat
from the same primary energy source [3]. The power generated includes mechanical, electrical or even
fuel conversion chemically. On the other hand, the system also generates useful heat, which can be
used for heating, cooling, distiller purposes or converted to electricity. Furthermore, cogeneration
processes can produce three or more types of energy, which are called trigeneration and polygeneration
system with additional components.

Cogeneration system consists of a single or hybrid energy source called the prime mover that
generates one or two types of primary power simultaneously and consists of auxiliary components to
recover the primary energy from the prime mover as depicted in Figure 1. In several applications,
a cogeneration system is also equipped with storage devices such as hot water tank or battery. The
storages are used to store excess energies generated by the system. By using this configuration,
cogeneration can reach an efficiency of up to 80% compared to the single-power generation system [19].

Excess electricity to be stored

Electricity for houses

Electricity for vehicles

- J\ Cogenera
Primary energy .
source tlon

Hot water

Cooling room

Figure 1. Cogeneration system layout.

Initially cogeneration system increased electricity generation by 58% in industrial plants [3] since
the early century. However, due to economical, regulation and fuel availability issues, this system
becomes less attractive for further development in the 1950s and accounted for only about 5% of
the total electricity generation in the 1970s [3]. However, in the next few decades, implementation
of cogeneration had been gaining attention again in line with the awareness of fuel depletion and
environmental concern.

Combined heat and power (CHP) system is one of the most favorable types of cogeneration
system, which generates electricity and heat. The CHP is efficient since it does not require additional
fuels to produce heat power as in the separated system. The system was the first energy generation
commercialized for residential applications, which had been successfully developed by several
companies such as Hexis (Switzerland) and Ceres Power (UK), in partnership with British Gas and
Ceramic Fuel Cells Ltd. (Australia) [20].

Currently, cogeneration systems have been designed and built for various other applications such
as residential, industrial, public facilities and transportation. As the fuel cell is used as the prime mover,
application for residential use as the stationary power system is more popular than others. In the
industries, combinations of fuel cell fueled by biogas or syngas are also potential for waste-to-energy
purposes in wastewater treatment (WWT) plant.

3. Current Developments of the Fuel Cell-Based Cogeneration Systems

The increased development of the fuel cell-based cogeneration system in the research and
development sector as well as commercialization can be visualized by the rise of publications and
commercial products in the last five years. Explanation of the current condition of the system
development is discussed in these subsections below.
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3.1. Research and Development Sector

Our review divides the research topics into three different types of fuel cell: polymer electrolyte
membrane fuel cell (PEMFC), solid oxide fuel cell (SOFC) and other types of the fuel cell. The research
and development of fuel cell-based cogenerations system as depicted in Figure 2 shows a positive trend
in the past 10 years. It can be seen that both PEMFC and SOFC are the popular fuel cell implemented
in cogeneration systems during that period.
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Figure 2. The research trends of the fuel cell-based cogeneration systems within the past 10 years.

Comparing these two, the applications involving PEMFC as the prime mover show a sharper
increase as compared to the SOFC and others. One of the reasons is due to its flexibility of operation
without any reforming and burning systems. The stability and load following capability of the PEMFC
add more benefits to this type for small and mobile power generation. Moreover, further studies have
developed the high-temperature proton membrane exchange fuel cell (HT-PEMFC), which can be
more suitable for power and heat applications. The HT-PEMFC is seen to be popular and extensively
developed since the past 5 years with 90% of system employment for CHP systems [21].

On the other hand, the increase of publication regarding SOFC-based cogeneration system is
consistent from year to year. Not only developing the HT version of PEMC, but other studies also paid
attention to the low-temperature solid oxide fuel cell (LT-SOFC). The LT-SOFC has been reported in
several studies [22,23]. One of the reasons for decreasing the temperature is to reduce the material cost
of the SOFC. The high temperature SOFC generates more heat and power but with increased cost in
the electrolyte material as compared to the PEMFC. The high-temperature also causes the material to
get cracked and degraded thus reducing the life cycle of the SOFC [24].

The other types of fuel cell such as PAFC, MCFC and DMFC have been reported in some
studies [25-28]. The development of PAFC in Japan reported in [28] showed slow progress but
promising for CHP systems in residential applications. However, not much attention has been
given to further developments of other fuel cell types and this lack of study affects the progress of
commercialization and their competitiveness in real applications.

3.2. Commercialization Sector

As a leader in this technology, Japan is pioneer in the development of fuel cells and cogeneration
systems. As reported in the literature, the world’s first residential proton exchange membrane fuel
cell (PEMFC) CHP system in the Japanese market was built in 2009 [29]. It is planned that 5.3 million
units of residential FC-CHP systems would be installed by 2030 to achieve Japan’s Intended Nationally
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Determined Contributions (INDC; a 26% reduction of total greenhouse gas (GHG) emissions by First
Year (YF) 2030 compared with those in FY 2013) [30]. Furthermore, as Japan has succeeded to achieve
GHG emission by 1270 MtCO»/a in FY 2019, it has attained about 50% of the target of INDC [31].

In some of the European countries, the project H2home decentralized energy supply using
hydrogen fuel cells is part of the HYPOS initiative (Hydrogen Power Storage and Solutions) [32]. In
the building sector, proof of function has been provided in practice by the completed national project
CALLUX (field test fuel cell for home ownership, 500 units in Germany) and the ongoing European
project “Ene.Field” (which will deploy up to 1000 residential fuel cell micro-CHP installations across
eleven key European countries). The European Commission set the greenhouse gas emissions and
energy sustainability targets to be achieved by 2020: reducing by 20% the greenhouse gas emissions
compared to 1990, reaching a share of 20% of renewable resources in the energy production and
reducing by 20% the overall primary energy consumption compared to the projections made in
2007 [33].

Therefore, commercialization activities such as reducing the cost of the fuel cell system, increasing
the electrical efficiency, increasing the energy efficiency in generating hydrogen, demonstrating the
large-scale competitiveness of fuel cell and hydrogen technologies produced from primary renewable
energy [34] will ensure that performance of the system fulfill the low-carbon economy target during
this period up to 2050.

3.3. Governmental Support

In Japan, the promotion of SOFC micro CHP units involves an investment-based support scheme
in the form of a capital grant. It reduces by half the initial cost of the generator, which is currently in
use [35]. In Europe countries, a Feed-in Tariff scheme (price-based) was instead launched in 2010 in the
United Kingdom (UK) where eligible generators are the micro-CHP units with a power output below 2
kW. The latter value has been chosen according to the cap given by the Feed-in Tariff actually adopted
in the UK for 2 kW capacity for residential usage. Pellegrino et al. [35] studied the possible support by
the UK governments in the fuel cell-based cogeneration system such as Capital grants, purchase and
resale supports, Net metering support and two scenarios of feed-in-tariffs.

The United Nations Environmental Program has supported the Fuel cell installation with a total
investment of $307.1 million in 2012, while the US Department of Energy (DOE) rolled out $9 million in
grants to speed up the technology in June 2013 [34]. In China, the Ministry of Science and Technology
of China, the Ministry of Finance of China, the Ministry of Industry and Information Technology
of China and the National Development and Reform Commission of China have collaborated to
develop new energy strategies by rolling out national grants focusing on fuel cells development and
commercialization starting from 2012 [36]. Following this, other countries in Asia such as Malaysia has
supported the utilization of renewable energy and development of hydrogen fuel cell through national
grants given to universities [37] and feed-in-tariffs (FiT) scheme for residential applications [38,39].

4. Designing a Fuel Cell-Based Cogeneration System

Development of a better cogeneration system needs optimization of the overall system. Even
though the cogeneration system is theoretically better than a separated system, the high-cost issue in
the fuel cell development must be tackled by the proper design of the system. In optimizing the design,
there are several steps to be followed as guidelines: modeling of the components, choosing the criteria
for evaluation, evaluation of the system design, system control and management and optimization
of the overall design. As depicted in Figure 3, these guidelines can be applied for any applications
and system components to provide an optimal cogeneration system. The details of these steps will be
explained in the subsections below.
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Figure 3. Guideline in designing an optimal cogeneration system with fuel cell as the prime mover.

4.1. Modeling the Components

In order to assess the performance of the cogeneration system, modeling the system components
must be done first. The modeling part is always associated with the validation of the cogeneration
component before going to be controlled and optimized. Most of the study focusing on the assessment
of the cogeneration system built their system through mathematical modeling. With some assumptions
and simplifications used, the model of components can validate the performance of the whole system.
As a major prime mover of the cogeneration system, modeling of the fuel cell is vital to analyze the
behavior of the component in generating power and heat for the cogeneration system.

In the modeling the cogeneration system, researchers have used several approaches such as 3D,
2D, 1D and even using 0D or black box predictions. Each approach is different in its complexity,
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accuracy and application. If the purpose is to achieve accuracy for detailed analysis, then the 3D
approach is most suitable for the modeling approach. The mass, momentum and energy equations are
presented in three dimensions with the heat transfer from the outer stack to surrounding surfaces [11].
This approach is mostly used for analyzing a single fuel cell where its geometry is appropriately
discretized using the finite volume or finite difference method [11].

A 2D approach is simpler than the 3D approach because it neglects one dimension of fuel cell
geometry and generates different models for different fuel cell geometries. However, the 1D approach is
suitable for modeling of integrated fuel cells applications in a stack or combinations with other heating
or cooling components in cogeneration systems. The 1D approach presents the fuel cell model in one
direction for the variations of fuel cell temperature, pressure, concentration and other thermodynamic
phenomena and material properties. In the literature, black box prediction models are also frequently
used for analysis, control, management, evaluation and optimization studies in an integrated fuel
cell-based system such as cogeneration.

Due to the complexity in integrating more than two components and applying adjusted operating
strategies and sizes, the detailed fuel cell model must be simplified with a consequence in the reduction
of accuracy. In order to enhance the accuracy of the model, most of the studies consider fuel cells
as the prime mover in a cogeneration system and for more advanced systems, which include real
experimental data from the literature to validate the cell model [39-42]. One example is that conducted
by Asensio [43] that predicted the PEMFC system for optimal energy management using a black box
model, and applied the adaptive neural network (ANN) combined with a 3D lookup table to predict
the hydrogen consumed and output power of PEMFC in the cogeneration system.

4.2. Choosing the Criteria for Evaluation

While designing a cogeneration system, one, two or more criteria are used as the objective of the
design. Based on the literature, criteria based on energy, economics and environmental are commonly
used in the cogeneration design for evaluation of different configurations, parameter analysis, energy
management and optimization of the system. In some studies, criteria used for the design is not
limited to single criteria but also multi-criteria such as energy-environmental, exergoeconomic or
eco-environmental parameters. The multi-criteria parameters are used to assess the system to deal
with more than one criterion to be satisfied.

From the technical aspect, many studies in the literature commonly used efficiency of the system
as the criterion [44,45]. Other studies use primary energy saving (PES) or primary energy consumption
(PEC) as the energy criteria [25,46]. The values of the PES or PEC are obtained by subtracting the
amount of primary energy or fuel used in the reference system (usually using a separated system) with
the proposed cogeneration system. Besides using energy output and energy efficiency as the criteria,
many studies in the literature focused on the second law of thermodynamics by using exergy as the
criterion. Exergy is the available energy, which can be used from the consumption of primary energy
including power and heat. The concept of exergy is more viable and practical in the cogeneration
system since not only electric power is considered but also heating and cooling demands. Several
studies in the literature also used exergy and efficiency as the criteria for the system performance
achieved [45,47,48]. From the criteria, exergy destruction can also be used to indicate which part of the
cogeneration components affects the system performance.

From the economical aspect, criteria such as energy cost, net present cost, payback period and total
costs of the system are used in the cogeneration design. For the investment of the system and analysis
of the system viability, the payback period is commonly used as the criterion. Some scenarios involving
subsidiary from the government, tax reduction, net metering to feed-in-tariffs as incentives were
studied to make the system more economically competitive compared to the conventional separated
system (CSS) [35].

Environmental aspects have also been taken into account in achieving a cleaner environment and
reducing the pollution caused by the energy sector. The older energy generation technologies using
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non-renewable sources have created negative impacts to the environment, thus the developments in
the new emerging technologies are essential to achieve the sustainability of the energy. Reduction of
carbon emission and other harmful gases are also other criteria, which are used in the cogeneration
design. Furthermore, life cycle analysis (LCA) is also used to analyze the impact of the technology
used in the cogeneration system to the environment, which is comprehensive since it covers all aspects
from system production to system operation.

4.3. Evaluation of the System Design

Evaluations of the system consisting of system synthesis and assessment are important to analyze
the actual performance of cogeneration systems. Evaluation and synthesis of the system include its
configurations, prime mover types, heating/cooling devices, storages and other auxiliary components
in the cogeneration system. Synthesis of the system defines the acceptability of each component in a
cogeneration system in improving the performance of the system. System synthesis for cogeneration
system has been made using the P-graph Fuzzy approach [49], TOPSIS [50] and MILP [51]. On the
other hand, evaluation of the system can be performed by a parametric study to analyze the operating
points of the components [27,40,45]. Furthermore, some modifications in the heat recovery system and
system operation have also been done by [25,52]. Regarding the implementation of the cogeneration
system, other studies compared the system for different climate conditions, places, and demand
profiles [41,53,54].

Several works as reported in the literature, used a conventional separated system (CSS) and
compared it with the proposed cogeneration [39,55,56]. The CSS uses different primary energy sources
to provide electricity, cooling or heating for the users. Electric power is commonly provided from the
national grid while heating or hot water is generated from a fuel driven boiler. Several studies found
that the fuel cell-based cogeneration system is more promising to reduce primary energy consumption,
energy cost and carbon emission generated by the system compared to the CSS [55,57,58].

4.4. System Control and Management

System operation in a cogeneration system plays an important role in reducing unused wasted
energy that is generated by the prime mover and other components where, optimal energy management
is able to reduce primary energy consumptions and operation costs. The operating strategies, which have
been reported in the literature involve control and management for the prime mover, heating/cooling
devices, storages and also dispatch mechanisms between cogeneration components in satisfying the
load demands.

As the prime mover, a fuel cell can generate electricity and heat as long as the fuel is injected
into the cell. However, the fluctuations in demand, fuel costs and other varying conditions affect the
operation of the fuel cell. Therefore, fuel control is one of the options to optimize the utilization of the
fuel depending on the power and heat required by the demands. Moreover, high-temperature fuel cells
such as the SOFC and PAFC are very sensitive to the temperature shock caused by the high fluctuation
of temperature during the operation. It needs thermal management to avoid material cracking and
increase the life cycle of the cell.

Some energy management approaches related to energy storage control or demand control have
also produced a better and efficient cogeneration system. The controls are also capable of reducing
components capacity, thus reducing the investment and operational costs. The energy management
approach in relation to storage control can also improve the reliability of the system, preventing system
blackout and utilizing excess power generated from the supply side.

4.5. Optimization of the Overall Design

As the last step in designing the cogeneration systems, optimization approach can be conducted
based on the fulfilled objectives. Optimization for the cogeneration system involves optimal operating
strategy (OOS), optimal operating parameters (OOP) and optimal size of the cogeneration components
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(OS). These three design objectives are significant variables in increasing the overall performance of
the cogeneration system.

In designing the operating strategies, several system operations need an optimization approach to
find the best strategy in their cogeneration designs. Scheduling and dispatching the energy from the
cogeneration components to the demand side involve many combinations that have to be examined. In
order to fulfill one or more objectives, a combined operating strategy can be the better choice. Therefore,
the role of optimization in this case is to find the best operating strategy to be applied with the specific
objectives as the requirement.

In terms of the operating parameters, optimization of those parameters can improve the
performance of the cogeneration components in reducing the fuel usage, decreasing its costs or
generating less carbon emission. As the prime mover, fuel cell parameters such as temperature,
hydrogen flow, steam to carbon ratio and pressure can be optimized to improve the flexibility in its
operation and reducing its primary energy consumption. Meanwhile, other component parameters for
generating hot water, cooling or hydrogen can also be used to reduce the costs of the components and
increase the value of the cogeneration system.

Several studies in the literature have also focused on optimizing the size of the various components
of the cogeneration system [38,59,60]. From these studies, comparisons of various configurations on
the cogeneration performance is essential to avoid oversizing or under sizing of the system for the
specific energy demand and applications.

5. Summary of the Gathered Literature in the Past 5 Years

As presented in Table 2, the publication summary shows an intense increase in research and
development for fuel cell-based cogeneration system in the last 5 years. There are several important
summaries to be extracted from the Table. Firstly, PEMFCs and SOFCs are still the popular fuel cells
for cogeneration systems and will be further developed for use in cogeneration systems. In the future,
steady-state and linear models are mostly used for the modeling process of the system. On the other
hand, studies that concern in the model prediction are limited although the predicted models have
some advantages in simplifying the mathematical equations used in the modeling process and closer
to the real performance when using real experimental data as the reference. A few numbers of study
that focused on the control and energy management strategy was reported from the literature.

Furthermore, the topics that studied the hybrid configurations between fuel cell and renewable
energy devices are also limited. Most of the studies found in the literature used the fuel cell as the
sole prime mover in the cogeneration system. Only several studies combined between two types of
fuel cell [25,26,28,57,61,62] and the combinations between the fuel cell and other energy conversion
devices such as photovoltaic, electrolyzer, thermoelectric and batteries as the storage were reported
in [46,63-65].

In terms of its applications and designed scenario, most of the cogeneration systems were
implemented for residential and building sectors while the use in the transportation sector and
mobile power generation have not been found. Furthermore, the number of studies that implemented
the cogeneration system for providing other than power and heat (example treated water, cooling,
hydrogen, oxygen, etc.) is still limited. It can also be seen that very few of the studies consider the
external support from the society or impacts of the cogeneration on the society as the feasibility study
and only a few studies included government support as the assessment scenario [19,38] in the design
of the cogeneration system.
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6. Future Directions of Fuel Cells Application in Energy Generation Systems

Based on the current status of fuel cell developments in cogeneration systems and the review
done, several promising directions for future developments of the system can be obtained. In terms of
the research topic regarding the optimum system, the study that involves monitoring and predictions
aspects are potential in the design of optimal cogeneration system. The monitoring and predictions
are not only conducted for the cogeneration components, but also for the demand profiles and the
operation of the system. These topics could increase the value of the optimum system since the data
collected is not based on the assumptions but real experimental data. Predicted system components
and the demands also simplify the analysis of the system performance and lessen the complexity in
the interactions between the cogeneration components since no mathematical model is used.

In line with the monitoring and prediction of the system, experimental studies involving the
real fuel cell-based cogeneration system is valuable to analyze the durability of the system. A
couple of studies that have implemented the cogeneration system for a real implementation can be
used as references [109,110]. Since the PEMFC and SOFC are well known as the prime mover in
cogeneration systems, the finding of its commercialized products is easier to obtain. However, finding
the commercialized products for the other types of fuel cell is challenging, thus experimental studies
regarding these other types of fuel cell is highly promising.

Moreover, the cost issue regarding fuel cell development can also be tackled by finding technologies
for fuel reforming and using various types of fuel. Some studies have started to develop syngas and
various hydrocarbons as fuels for driving the cogeneration system [75,90]. Other studies focused on
the new materials of the electrolyte of the fuel cells to reduce the investment cost and increase the life
cycle [111,112].

Besides using various types of fuel, the cogeneration performance can also be increased by finding
technologies in optimizing electricity production from the fuel cells. Combination between fuel
cells and other power generators as a hybrid prime mover is the key to doubling the electric power
generation and reducing the size of the fuel cell. In terms of hybrid the cogeneration system with
other energy conversion devices, several promising units such as solar rechargeable, thermoelectric,
electrolyzer with solid oxide electrolysis cell and flow batteries can be coupled with the system to
increase the fuel utilization and system capacity with valuable costs [27,63,113].

For system operations, energy management strategy combined with optimal operation parameters
and system predictions seems important to be developed, which have shown good results in reducing
primary energy consumption as well as its operating cost and carbon emission from the cogeneration
system. The predictions in the demand can also tackle the energy loss issue and increase the reliability
of the system.

Lastly, applications for waste-to-energy usage have huge potential for the further development of
the fuel cell-based cogeneration system where these newly innovative systems can be economically
competitive in the commercial and government sector.

7. Conclusions

Based on the scientific indicator that was presented in the research review, PEMFC and SOFC were
the two well-known and most applied fuel cells among others. Current developments of those fuel
cells show that they were more being widely used especially with further improvement of its material
to increase its durability with higher temperature ranges. Furthermore, being one of the focuses of
this study, a guideline to develop an optimal fuel cell cogeneration system was also presented. The
guidelines start from the modeling of the components, assessment of the system design, designing
the operating strategy and optimization of the overall design involving operating parameters and
size of the components. Through the guidelines given, optimal design can be done comprehensively
using different specific applications and criteria for the implementation of the cogeneration system.
Numerous publications for the last five years can be a good point of reference to design an optimal
cogeneration system with various approaches, objectives and applications. Those publications also
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indicated the various ways to increase system performance, reduce system cost and emissions of the
systems and give more insight for the researchers and developers who are interested to work in this
area in the future.

For power generation, fuel cell-based cogeneration system has a better future compared to
the conventional heat engine-based technology. From this study it also can be seen that various
hydrocarbon fuels have been utilized to replace the utilization of pure hydrogen as to reduce the fuel
cost with various materials chosen to increase the temperature range and durability of the fuel cells.
Application of cogeneration system can be explored widely not only for stationary but also for mobile
power generation uses in the future.
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Abbreviations/Symbols

ACS Annualized cost system

AFC Alkaline fuel cell

ANGR Annual natural gas reduction
ANN Adaptive neural network
CCA Colonial competitive algorithm
CHP Combined heat and power
CO2E Carbon dioxide emission
CcOopP Coefficient of performance
CR Contribution ratio

CSSs Conventional separated system
DL Doping level

DMFC Direct methanol fuel cell
DRB Durability

DSM Direct search method

EAC Estimated annual cost

ECO Economic aspect

EES Engineering equation solver
EFF Efficiency

EI Energy index

EMS Energy management strategy
ENV Environmental aspect

EO Electric operation

ES Energy saving

GHG Greenhouse gas

HE Heat-to-electric

HO Heat operation

HT High temperature

LCA Life cycle analysis

LCIA Life cycle integrated analysis
LCOE Levelized cost of energy

LT Low temperature

MCFC Molten carbonate fuel cell
MED Multi-effect distillation
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MEFC

Micro-bacterial fuel cell

MILP Mixed integer linear programming

MINLP Mixed integer non-linear programming

MO

Multi-objective

MOGA Multi-objective genetic algorithm

MSE Mass specific emission

NL Nonlinear

NPC Net present cost

NPV Net present cost

oC Operational cost

oor Optimal operating parameter
PAFC Phosphoric acid fuel cell

PBT Payback time

PEC Primary energy consumption
PEMFC Proton exchange membrane fuel cell
PES Primary energy saving

PI Performance index

PLR Part load ratio

PP Payback period

RTC Real-time control

S/C Steam to carbon ratio

SOFC Solid oxide fuel cell

SP Separated system

SPT System payback time

SUCP Sum of unit cost of products
SVR Support vector regression
TCN Technical aspect

TCR Total cost rate

TED Thermoelectric device

WWT Wastewater treatment

T Temperature

P Pressure

m Thermoelectric elements

K Conductance

cl Regenerative losses

c2 Heat-leakage losses

j Current density

Ti Inlet temperature of SOFC

er Regenerator effectiveness
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Abstract: This paper proposes a microelectric power grid that includes wind and fuel cell power
generation units, as well as a water electrolyzer for producing hydrogen gas. The grid is loaded by an
induction motor (IM) as a dynamic load and constant impedance load. An optimal control algorithm
using the Mine Blast Algorithm (MBA) is designed to improve the performance of the proposed
renewable energy system. Normally, wind power is adapted to feed the loads at normal circumstances.
Nevertheless, the fuel cell compensates extra load power demand. An optimal controller is applied
to regulate the load voltage and frequency of the main power inverter. Also, optimal vector control is
applied to the IM speed control. The response of the microgrid with the proposed optimal control is
obtained under step variation in wind speed, load impedance, IM rotor speed, and motor mechanical
load torque. The simulation results indicate that the proposed renewable generation system supplies
the system loads perfectly and keeps up the desired load demand. Furthermore, the IM speed
performance is acceptable under turbulent wind speed.

Keywords: wind energy; fuel cell; IM; induction generator; hybrid system; mine blast optimizer

1. Introduction

Modern industries, transportation means, and nearly all mankind’s requirements mainly depend
on electrical power. Traditionally, electrical power generation is essentially based on fossil fuel
resources. Nevertheless, fossil fuels suffer from several drawbacks, such as depletion by 2050. However,
the rapid growth of the world’s population increases the world electrical power demand. The global
energy demand estimated 2.1% in 2017 (more than twice the average increase over the previous five
years) [1]. Also, it generates harmful emissions that form the essential cause of the phenomena of
global warming and many environmental problems. Energy-related carbon dioxide (CO,) emissions
rose—by an estimated 1.4% in 2017—for the first time in four years, at a time when climate scientists
said that emissions needed to be in steep decline [1]. Several decades ago, renewable energy resources
have gained more attention as a sustainable replacement for fossil fuels. Renewable energy resources
have great advantages as they are clean, do not deplete, and are available everywhere. Many renewable
energy resources [2-5] have been introduced recently, such as photovoltaic (PV), wind, ocean wave,
ocean tides, and micro hydro. Thanks to technology advances and rapid growth, dramatic reductions
in the costs of solar PV and wind energy systems have occurred [6]. In the same context, new energy
alternative technologies like biomass, geothermal, microturbines, and fuel cells (FCs) have been
investigated [7]. Now, electricity generation by renewable systems is less expensive than the newly
installed fossil and nuclear power plants in many parts of the world. An assessment of different
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renewable energy resources for electrical power production showed that wind energy is the first
choice [8].

Renewable energy systems may be classified into grid-connected systems and standalone systems.
The present capacities of the grid-connected renewable energy systems vary from several kilowatts
of residential PV systems to large-scale wind farms. The grid-connected systems do not need any
storage as the generated energy is injected directly to the grid. These systems are suitable for urban
regions where the grid is available. However, standalone systems are suitable for rural areas, where
grid extension is not feasible. In standalone renewable energy systems, the load is an individual house
and not connected to a grid. The capacities of these systems are usually small. In some applications,
several houses are connected to form a small power grid called microgrids (MGs) [9,10]. Microgrid
technology has become popular in islands as it provides a cost-effective alternative where power grid
extension is expensive and fuel transportation is difficult and costly [11,12].

The major obstacle for utilizing one technology of renewable energy sources is the intermittent
nature of that source. That intermittent behavior of the renewable energy sources comes from the
strong dependency on the environmental conditions, which are changing continuously. A suggestion to
solve the intermittency problem of the renewable energy systems is the use of energy storage element.
Energy storage units are classified as capacity-oriented storage systems and access-oriented storage
systems. The capacity-oriented storage systems include pumped hydroelectric storage, compressed air
energy storage, and hydrogen storage systems. It has a slow response and is considered long-term
energy storage. Batteries, superconducting magnetic energy storage, supercapacitors, and flywheels
are considered access-oriented storage systems. It has a fast time response that is useful for short
duration disturbance applications [13-16]. In fact, the integration of energy storage systems with one
technology of renewable energy sources has many disadvantages. One of them is the load power
variations, which may harm the storage system and degrade its lifetime. On the other hand, the size
and cost of the system increase [17]. Hybrid power generation systems are introduced essentially
to alleviate these disadvantages. These systems contain two or more energy sources with a storage
system. Hybrid renewable energy systems have benefits of high reliability, high efficiency, better power
quality, and low energy storage requirements [18,19].

Usually, microgrids can operate in two modes: grid-connected mode and autonomous mode.
So, the main benefit of a microgrid is that it is able to operate in both the above two modes [20].
The microgrid can then function autonomously. Both loads and generation in microgrids are usually
interconnected at low levels of voltages. However, one issue regarding the microgrid is that the
operator needs to be very vigilant because numbers of power system areas are connected to microgrid.
Also, in microgrid generation resources can include wind, photovoltaic, fuel cells, energy storage,
or other power generation sources [21].

In the literature, there are different types of standalone hybrid power sources have been
reported [22-27]. They usually combine solar energy and/or wind energy with another green power
source such as FC, biomass, etc. As the work in this paper is directed to hybrid wind/FC generation
systems, we focus on the literature review of that subject. Khan et al. [28] investigates a hybrid
wind/FC generation system and presented a detailed life cycle analysis of the system for application in
Newfoundland and Labrador. It concludes that the system is highly nonlinear and difficult to model.
Battista et al. [29] presents a wind /hydrogen power system with a novel power conditioning algorithm.
It introduces a Maximum Power Point Tracking (MPPT) control strategy that was developed using
concepts of the reference conditioning technique and of the sliding mode control theory. Gorgun et al. [30]
presents a wind /hydrogen power system and developed the electrolyzer and hydrogen storage dynamic
model. Bizon et al. [31] introduces a hybrid wind /FC generation system with a global extremum seeking
a control algorithm for optimal operation of the wind turbine under the turbulent wind.

This paper presents a novel hybrid wind/FC energy system. In addition, it presents the
system detailed dynamic model, the application of mine blast optimization, the controller design,
the performance analyses, and the simulations of the developed system under the turbulent wind speed.
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In this study, the microelectrical power grid is managed and controlled based on an optimal controller
using mine blast algorithm. The proposed microgrid system mainly consists of R-L static load, IM as
a dynamic load, a wind generation system, FC generation system, water electrolyzer, uncontrolled
rectifier, and controlled DC/AC converter.

The power system management is adapted to make the wind power generation is the master
source for the loads. Also, hydrogen gas is produced using a water electrolyzer during wind power
generation peaks. Hydrogen is fed back to the FC system adding to its energy storage.

The main contribution of this study can be seen from the obtained results that the proposed
renewable generation system can supply the system loads perfectly in addition to a better prediction
of the electrical parameter waveforms. Also, the controller response follows up the desired load
demand with a small maximum overshoot and little settling time. In addition to, the generated power
is managed such that the load required power is supplied by the wind power and the more needed
power is covered by the fuel cell generation unit.

This paper is arranged as follows. Section 2 includes the discussion of the system description.
Section 3 presents the proposed system dynamic model. Details of the system controllers are found
in Section 4. The simulation results and their discussion are presented in Section 5. Finally, Section 6
shows the conclusions.

2. System Description

The proposed system is a hybrid wind /FC microgrid supplies two loads, as shown in Figure 1.
The wind turbine drives a 3-¢ Induction Generator (IG) The output voltage of the IG is rectified via a
diode rectifier producing the Direct Current (DC) bus voltage. That bus supplies a water electrolyzer
that produces hydrogen gas to be saved in the FC generator. Then, the output voltage of the FC is
connected to the system DC bus. In addition, the DC bus supplies the 3-¢ inverter that converts
DC power into Alternating Current (AC) power to feed the system loads. General R-L impedance
represents the static load. In addition, the dynamic load is a speed controlled induction motor. That
inverter is controlled in such a way to supply loads with a regulated AC voltage and frequency.

I shoimens)
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transf. control Voltage
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pulses +
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Figure 1. The proposed microgrid energy system and its controllers.

33



Processes 2019, 7, 85

Usually, wind speed variations cause the IG output power to vary as well. Therefore, an FC unit
supplies power to loads when the power of the wind generation unit drops. Hence, it acts as a slave
to compensate for any decrease in the generated wind energy. In addition, it can supply additional
power demanded by the loads.

Frequently, the load voltage of the system is not regulated due to the speed variations of the wind
and load changes. Therefore, the voltage controller is used for the main inverter to regulate the load
voltage and frequency. Also, the optimization algorithm is applied to control the speed of a vector
controlled induction motor.

3. The Dynamic Model of the System

The detailed dynamic model of all proposed system components will be discussed in the
following paragraphs.
3.1. Wind Turbine Model

The power output of the wind turbine can be represented as [32]
Py = 0.5C,(A, B) Apts, (1)

where, A = TR? is the swept area (m?) by the blades, 8 is the blade pitch angle (in degrees), R is the
radius of the turbine blade, vy, is the wind speed, p is the air density (kg/ m? ), A is the tip—speed ratio
as defined by Equation (2), Cy is the performance coefficient of the turbine that is given by Equation (3),
and wy, is the turbine mechanical angular rotor speed.

A = Rwp/vw ()

3

Cp(A,B) = (0.44 — 0.0167p) sin 7T (15}‘_;03” —0.00184(A — 3) ®)

The wind turbine torque (T};,) is related to its power by the classical relation:
T = Py /wm 4)

The dynamic equation of the wind turbine and the electrical generator mechanical system can be

written as
dwy,

I dt
where, T, is the electrical generator electromagnetic torque (N-m), ] is the combined inertia of the
generator rotor and the wind turbine (kg-m), and B is the mechanical viscous friction (N-m-s/rad).

=T — Te — Bwn 5)

3.2. Dynamic Model of the Induction Machine

In a synchronous reference frame, the induction motor dynamic model may be represented by [33]

d;”tls = ULLS [— (rs + r,LL%%, ) igs + W0 Lsigs + TrLer Agy + %‘W)‘W + vds} (6)
W= o [ (B i+ T P 2
d?lf' = (ws — wp)Agr + %ids - %Ad, ®)
dgtqr = —(ws — wy)Ag + rrL—[;miqs — %/\W &)
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dw.
]mT! =T — Tem — Bnwy (10)

where, 7, is the rotor resistance; (vgs and vgs) are the stator d- and g-axis voltage components,
respectively; (izs and iz) are the stator d- and g-axis current components, respectively; (A4 and
Agr) are the rotor d- and g-axis flux linkage components, respectively; (Ls, Ly, and Ly,) are the stator
inductance, rotor, and mutual inductances, respectively; w, is the motor speed; w; is the motor
synchronous speed; T,y is the motor electromagnetic torque (N-m); J,; is the inertia of the IM rotor
(kg-m); and By, is the viscous friction of the coupling (N-m-s/rad).

3.3. Fuel Cell Model

Typically, the Proton-Exchange Membrane Fuel Cell (PEM FC) has an electrical characteristic at
normal environmental conditions as shown in Figure 2. Normally, FCs are subjected to internal voltage
losses that cause a voltage drop beyond the nominal voltage values. Three kinds of voltage losses
are presented: the ohmic polarization, the concentration polarization, and the activation polarization.
The slowness of the chemical reactions is the cause behind the cell activation losses; it can be reduced
by maximizing the catalyst contact area. However, the cause of the resistive losses is the resistance of
all the FC electrical circuit and their connections. This part of losses can be alleviated by well hydrating
the membrane. Finally, the concentration losses come from the changes in gas concentration at the
electrodes surface.

®

cell voltage (V)

12 L L
0 100 200 300

current density (mA/cm2)

Figure 2. The V-I characteristic of the Proton-Exchange Membrane (PEM) fuel cell at normal
environmental conditions.

The model of the PEM FC is given by [34-36]

Poy

R'T PHz(p,d>

E=N|E —L — 7
ot nf " Prpoc

- Vdrap 11)

, S S
Virop = % [Ln (l”ij l) + rg?(i,, +i)—Ln (1 - l”l,:r l)] (12)
where, E is the stack output voltage, E, is the cell open circuit voltage at standard pressure, N is
the number of cells in stack, F is Faraday’s constant, # is the number of transferred electrons in the
electrochemical reaction, R’ is the universal gas constant, T is the operating temperature, Py is the
partial pressure of hydrogen, Pp, is the partial pressure of oxygen, Pg», is the partial pressure of gas
watet, Py, is the standard pressure, Vi, is the voltage losses, i is the output current density, i, is the
internal current density related to internal current losses, i, is the exchange current density related
to activation losses, if, is the limiting current density related to concentration losses, and « is the area
specific resistance related to resistive losses.
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3.4. Uncontrolled Rectifier Model

The IG speed is directly related to the wind speed that changes usually with time. Hence, the

IG output voltage is not regulated in terms of its magnitude or frequency. This issue is not suitable

for many applications that require regulated sources. That problem can be alleviated by rectifying

the IG output voltage to form the DC bus then converting it to an AC voltage via a power inverter.

The rectifier is simply a diode bridge rectifier. Neglecting the source inductance, the average model of
the rectifier is given by [37]

Vi =3V3/nV, , Ij=m/2V3l, (13)

where, (Iy, V) are the phase RMS current and voltage of the IG, respectively, and (I;, V) are the
average rectifier output current and voltage, respectively.

3.5. Boost Converter Model

The classical circuit diagram of the boost converter is shown in Figure 3. The input of the boost
converter is the DC bus voltage. However, its output feeds the water electrolyzer. Its function is to
regulate the power transfer to the water electrolyzer in turn to the fuel cell. The average model of the
boost converter is given by [38]

Vd:Vfc/(lfd) , o= (17d)lfc (14)
where, d is the duty ratio of the switch and (V, Ir.) are the fuel cell output voltage and current, respectively.

TR

Figure 3. The boost circuit diagram.
3.6. Main Power Inverter Model

The power circuit diagram of a 3-¢ inverter connected to L-C filter is shown in Figure 4a.
The output voltage V., the inverter voltage V;, the output current I,, and the filter current [f are
expressed as space vectors by

E=2/3(fo+afy + a*f) (15)

where, (f;, f;, and f.) are the phase values, F is the space vector of the quantity, and a = e/>7/3),

The switching states of the inverter are determined by its gate signals (S,, Sy, and Sc). These states
can also be expressed as space vector S using Equation (13). Considering the possible combinations of
the gate signals, there are eight switching states. These states generate eight voltage vectors as shown
in Figure 4b. There are two zero voltage vectors (Vj = V7) and six active voltage vectors. The system
dynamic behavior can be expressed by

dly
dar =V,-V, (16)
e _ 17)
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Vi=Vas (18)

where, (L, C) are the filter inductance and capacitance, respectively.

(253 ~| Os
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Figure 4. (a) The power circuit diagram of a 3-¢ inverter. (b) The 3-¢ inverter space vectors.

|
o
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4. System Controllers

The control system of the proposed wind/FC system consists of three controllers. The first
controller is the main inverter controller that regulates the load voltage and frequency. The second
controller is the boost converter controller. However, the third controller is the induction motor
controller that controls the speed of the induction motor. The three controllers will be discussed in the
following paragraphs.

4.1. Main Inverter Controller

The proposed controller is shown in Figure 5, a current controlled voltage source inverter (VSI)
is employed. The inverter output voltage is compared to the reference voltage generating an error
signal. The error is sent to an optimized Proportional-Integral (PI) controller that generates the
reference three-phase currents. These reference currents are compared to the actual three-phase
currents producing error signals that are fed to hysteresis controllers to produce the inverter switches
driving pulses.

Viges + PI T abegres) Inverter

dgfabc [+ Gate pulses
- Transf. _'Q_- H —>
V'_.l:m.eas} 0 4E: H%_—' -

I L_apcimeas)

Figure 5. Block diagram of the inverter controller.

4.2. Mine Blast Optimization Algorithm

The idea behind this algorithm is the exploration technique of landmines. An initial shot point
(z0) is adapted using [39,40]

= — —
20:SB+{rand}><{LBfSB} , 0<rand <1 (19)
where, z, is the first shot point and (SB and LB) are the problem upper and lower limits, respectively.
Assume that the population has N, Shrapnel pieces. Mine blast algorithm has two phases named
exploitation and exploration. The function of the exploitation phase is to encourage and to converge

the solution. On the other hand, the exploration has the responsibility of exploring the search space.
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During the starting iterations of MBA, the exploration factor () explores the search spaces then check
the number of iterations (7). The exploration phase ends when (7y ) is greater than (i) which is given

by [40]
N

?e(i) = {d,»,l} x ([randn|)? x cos(e;\élo> i=12,...,7 (20)

s

Hence, the directions of the shrapnel pieces are given by

Fiy—Fi_
My = 0D i=1,2...,7 1)
Zo(i) = Ze

e(i) = Ze(i-1)

The best locations of the shrapnel pieces are calculated by
n
- i - .
Z) =z Fexp| =\ | 5| X Zey  i= 1,27 (22)

N
where d;_; is the shrapnel distance of the exploded mines, F is the fitness function, and ?e is the
best location.

Exploitation phase can be defined as

— - 2 2 , X ,
d; = \/(Ze(i) — Ze(i—l)) + <F(,-) - F(,‘,l)> , i=vy+1,..., Max_iteration (23)
= - . . )
Zo(i) = {di—l} x {rand} x cosa i =y +1,..., Max_iteration (24)

The initial distances of the shrapnel pieces are gradually reduced in the exploitation phase.
This can be achieved by reducing the user to converge constant (o). The reduction in the initial distance
is determined using

al

-
d; = (';)1 i=1,2,..., Max_iteration (25)
elv

The mine blast algorithm may be summarized in the flowchart of Figure 6.

Usually, MBA uses an objective function check the optimality of the resulted parameters. There are
several forms of the objective function [41], such as the Integral Time Absolute Error (ITAE), Integral
Square Error (ISE), and Integral Time Square Error (ITSE). Nevertheless, ITAE is selected due to its
better performance. Therefore, the suggested objective function in this paper is ITAE that is given by

ts
ITAE:/O ((|Aer| + |Be]) x 1) di 26)
AE] = Awr(n,f) — ACUy (27)
Aey = AVLnad(rff) = AVond (28)

where, t; is the simulation time and [Kpl, Kiz, Kpa, and Kj,] are the parameters to be estimated, x =, and
the constraints are assumed to be

045 < Kp; <15, 045 <K;; <15 z=1,2 (29)
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Figure 6. Mine blast algorithm flowchart.

The proposed optimal controlling parameters of MBA are given in Table 1.
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Table 1. Optimal mine blast algorithm controlling parameters.

Parameter Value
o4 642.3
Ns 100
No. of variables 2
Max_iteration 100
Final distance 0.0042351
Number of function evaluations 10,000

4.3. Boost Converter Controller

The boost converter control circuit is shown in Figure 7. It is a simple voltage regulator.
The reference voltage signal is generated based on the voltage error. Then the error is fed to the
Proportional-Integral-Differentiator (PID) controller that generates the modulating signal to the Pulse
Width Modulator (PWM) unit. In turn, the PWM unit generates the suitable duty cycle pulses for the
converter switch.

PWM Modulator

: Switch

Pulses
Triangular :
B Wave ;

PID
Limitter

controller

Figure 7. Boost converter controller block diagram.

4.4. Induction Motor Controller

There are two techniques to control IM: vector and scalar control. The vector control technique is
precise and has a high-performance operation. Hence, the speed of the induction motor is controlled
using an optimal vector control technique as shown in Figure 8. The actual speed is measured and
compared to the reference speed producing the error that is manipulated by an optimal PI controller.
The controller generates the reference torque for the vector control. The rotor flux and torque of the
IM are estimated using the IM model. The details of vector control and estimators are presented by
Trzynadlowski et al. [42].

5. Simulation Results

Computer simulations have been carried out to prove the performance of the proposed system
under loads and wind speed changes. The proposed system shown in Figure 2 is simulated using
MATLAB software package (MATLAB 16, Math Works, Torrance, CA, USA) and tested under various
values of wind velocity, IM speed changes, and static load changes. The management of the energy
exchange algorithm of the proposed island microgrid is shown by the flowchart of Figure 9.

Figure 10 shows the obtained results for various system parameters like wind speed, FC power,
IG (torque-stator-current-speed), the FC pressure of hydrogen and oxygen, the power required by the
load, Dc bus voltage, static load (current-voltage), and IM (speed-torque-stator current). The system
response is tested at step changes in wind velocity, load impedance, IM speed, and IM load torque.
This figure shows that the wind speed varies between 11 and 14 m/s, as shown in Figure 10a. This
figure shows also that as the wind speed increases the IG (speed-torque-stator current) increases as
well, as indicated in Figure 10b—d, respectively. Enlarging of Figure 10d is shown in Figure 10e. The FC
pressure of Hy and O, are present in Figure 10f. Also, the wind power increases with the wind speed
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increase as shown in Figure 10g. On the other hand, Figure 10g shows that the fuel cell compensates
any reduction in wind power and the load power is the sum of the wind power plus FC power.

. DC voltage
i it 1;. 2
> ds !—'
calculations T &i >
iy | Current pulses
it 23 * "] controller » PWM vl
9= — i
calculations g
. s
o T .
z Igs
. i
@ > Lgs =
A Flux +— Ips
calculation ig: 2/3 |« -
. Ios

theta
calculation

A

Rotor's angular
detection

Bn

encoder

Figure 8. Block diagram of the IM controlled via vector control.

Read
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PrzPpL+PsL

v
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Figure 9. The flowchart of the power exchange strategy in the proposed autonomous microgrid.

Per unit DC-link actual and desired load voltage and its enlarging are shown in Figure 10h/i,
respectively. These figures show that the applied controller tracks well the desired load voltage. It is
clear that the response has little overshoot and settling time against all disturbances. This leads also to
constant AC output voltage of the inverter as shown in Figure 10j k.

The FC power increased at a time of 2 s, where the static load current is increased as shown in
Figure 10g,1. Also, Figure 10g shows that the fuel cell generated power is more increased in time 2.25 s,
where the wind power is decreased. However, the FC power is increased to recover the load power
increase. Figure 10g shows also that the FC power decreased when the static load current decreased at
time 4.5 s as shown in Figure 101,m.
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Figure 10n,0 show the speed response of the induction motor and its enlarging respectively.
From these figures it is seen that the vector controller tracks very well the reference speed of the
induction motor. As indicated there is no overshoot and without settling time. Figure 10q shows the
stator current of the IM at different speeds and torques. However, the IM load torque changes between 7
and 10 Nm and the IM speed varies between 120 and 200 rad /s, as shown in Figure 10p,n, respectively.

The obtained results are compared with the results obtained in [37], where sliding mode control
(SMC) and NARMA-control are applied. The results show that both the proposed optimal control and
the robust SMC are able to achieve good voltage and current waveforms parameters and to track the
reference DC-link voltage and motor speed with very small overshoot and zero steady state error.
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Figure 10. Simulation results of the proposed system. (a) Wind velocity, (b) IG speed, (c) IG torque,
(d) IG stator current, (e) enlarging of (d), (f) FC pressure of H, and O, (g) generated power, (h) DC-link
voltage (pu), (i) enlarging of (h), (j) static load voltage, (k) enlarging of (j), (1) static load current,
(m) enlarging of (1), (n) IM speed, (o) enlarging of (n), (p) IM torque, and (q) IM stator current.

6. Conclusions

This article proposed a microelectrical power grid system composed of an optimal controller
design using an MBA algorithm. This studied controlled power system mainly includes hybrid
wind/fuel cell generation unit which feeding both dynamic and static loads. These loads are fed by the
fuel cell and the wind power generation system. At high values of wind speed wind power acts as the
master source that supplies the loads and store hydrogen in the FC via the electrolyzer. Consequently,
at low values of the wind speed, the FC acts as a slave that supplies the loads.

IM as a dynamic load, a series R-L load, and as a static load are considered in this paper. The main
inverter controller has two nested control loops. The outer loop (voltage loop) uses an optimal PI
controller, while the inner loop (current loop) uses hysteresis controller current. On the other hand,
the rotor speed of the IM is controlled using optimal vector control.

The proposed microgrid system is simulated using Simulink/MATLAB software and is tested in
step variations of wind speed, IM rotor speed, IM torque, and static load current. The results of the
simulation show that the proposed generation system success to supply the loads perfectly under all
disturbances. It is indicated that the performance of the main inverter controller is excellent, as the load
power responses have low overshoot accompanied by small settling time. Also, the proposed optimal
controller is able to maintain the DC-link voltage and hence the AC load voltage at its reference value
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for any variations in wind velocity and the current of the static load and/or dynamic load parameters
variations. We also found that the speed of the IM follows its desired value without any settling time
or any overshoot. The obtained results show that both the generated wind and fuel cell powers are
generated so that the wind power feeds the load power demand, while the fuel cell power compensates
for any extra needed power.

Author Contributions: LE.A., AM.K,, and S.A.Z. conceived, designed the system model, analyzed the results,
and wrote the paper.
Funding: This research received no external funding.

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

Nomenclatures

Pm the power output of the wind turbine

8 the blade pitch angle (in degrees)

P the air density (kg/m>)

Vi the wind speed

R the radius of the turbine blade

Cp the performance coefficient of the turbine

Wm the turbine mechanical angular rotor speed

Tm the wind turbine torque

Te the electrical generator electromagnetic torque (N-m),

J the combined inertia of the generator rotor and the wind turbine (kg-m)
B the mechanical viscous friction (N-m-s/rad)

Iy the rotor resistance

Vdss Vs the stator d- and g-axis voltage components

igs/ igs the stator d- and g-axis current components

Adrs Aqr the rotor d- and g-axis flux linkage components

Ls, Ly, Ly the stator inductance, rotor, and mutual inductances

Wy the motor speed, w is the motor synchronous speed
Tem the motor electromagnetic torque (N-m)

Jm the inertia of the IM rotor (kg-m)

Bm the viscous friction of the coupling (N-m-s/rad)

E the stack output voltage

Eo the cell open circuit voltage at standard pressure

N the number of cells in stack

F the Faraday’s constant

n the number of transferred electrons in the electrochemical reaction
R the universal gas constant

T the operating temperature

P the partial pressure of hydrogen

Poo the partial pressure of oxygen

Prooc the partial pressure of gas water

Pgtd the standard pressure

Vdrop the voltage losses

i the output current density

in the internal current density related to internal current losses
io the exchange current density related to activation losses
ip the limiting current density related to concentration losses
« the area specific resistance related to resistive losses

(Ig, Vg) the phase rms current and voltage of the IG

(Ia, Va4) the average rectifier output current and voltage

d the duty ratio of the switch

(Ve Ige) the fuel cell output voltage and current
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Ve the output voltage,

Vi, the inverter voltage

I, the output current

It the filter current

fa, £y, fo the phase values,

F the space vector of the quantity

(L,O) the filter inductance and capacitance

Zo the first shot point,

SB, LB are the problem upper and lower limits

Y the exploration factor

N the Shrapnel pieces

; i1 the shrapnel distance of the exploded mines

F the fitness function

?e the best location

ts the simulation time

Kp1, Kit, Kp2, Kip - The PI control parameters to be estimated

Py electrical output power of wind generation system

Prc electrical output power of fuel cell generation system

ﬁ electrical power needed by the static load

PpL electrical power needed by the dynamic load

@ the difference between the generated and demanded powers
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Abstract: An off-line robust linear model predictive control (MPC) using an ellipsoidal invariant
set is synthesized based on an uncertain polytopic approach and then implemented to control the
temperature and fuel in a direct internal reforming solid oxide fuel cell (SOFC). The state feedback
control is derived by minimizing an upper bound on the worst-case performance cost. The simulation
results indicate that the synthesized robust MPC algorithm can control and guarantee the stability of
the SOFC; although there are uncertainties in some model parameters, it can keep both the temperature
and fuel at their setpoints.
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1. Introduction

A solid oxide fuel cell (SOFC) is a promising fuel cell technology that can be used in co-generation
systems for widespread commercial applications [1]. No moving parts, quiet operation, low pollution,
and high efficiency are the advantages of fuel cells. Many researchers have discussed the considerable
environmental benefits of fuel cell technology [2]. Using SOFC technology also involves the depletion
of greenhouse gas emissions when compared with traditional energy generation methods. Moreover,
there is interest in the development of the fuel cell technology as a substitute for internal combustion [3].
In general, a SOFC is operated over a wide temperature range, from 873-1273 K, which leads to
high energy conversion efficiency, fuel flexibility, and the possibility for combined heat and power
systems [4].

The SOFC can use various fuel types, such as methane, methanol, ethanol, and other hydrocarbons,
due to its high operating temperature range. Even though high-chain hydrocarbons, such as n-dodecane,
can be used as a fuel for the SOFC system, methane is generally considered for SOFC operation,
due to its availability, highest hydrogen to carbon ratio in hydrocarbon substances and low cost [5,6].
As the long-chain hydrocarbon fuel contains high carbon and it has a low hydrogen-to-carbon ratio,
fuel processing is required for breaking this fuel down into small substances and increasing the
hydrogen-to-carbon ratio for the avoidance of a carbon formation in SOFC [7]. In general, methane can
be synthesized, as a major product or a by-product, from many chemical processes, or even formation
process [8]. In addition, methane in biogas can be directly fed to SOFC under dry conditions; however,
there is a risk that is associated with contaminants in biogas when it is introduced to commercial SOFCs
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while using Ni-YSZ anode [9,10]. Therefore, either commercialized material development or fuel
processing with cleaning technologies is required. There are many hydrogen production processes to
convert methane into hydrogen-rich gas, such as steam reforming, partial oxidation, and autothermal
reforming. However, the methane steam reforming process is perhaps the most well-established
technology and it is widely used to produce hydrogen in the conventional SOFC system [11]. Internal
reforming process can occur within the fuel cell to directly convert hydrocarbon fuel into hydrogen-rich
gas since SOFC is operated at high temperatures [12]. The direct internal reforming (DIR) includes
the reforming and water gas shift reaction rates and enthalpies, with these reactions occurring on the
surface of the anode. The DIR of methane in an anode of the SOFC can possibly be due to the high
temperatures that are present in the SOFC anode and it enables high energy conversion efficiency
for the system [13]. However, the complete DIR-SOFC showed poorer performance when compared
to the DIR-SOFC with partial external reforming, and thus using the pre-reformer with DIR-SOFC
might be a suitable operational option [14]. Nevertheless, the internal reforming reaction that occurred
at the anode leads to complicated dynamic behavior. Additionally, the steam reforming process is
a highly endothermic reaction [15]. The endothermic cooling effect creates a temperature gradient
inside the fuel cell stack. The thermal gradient in the cell stack is significantly managed to minimize,
because this gradient results in thermal stresses that leads to cell degradation and failure [16,17].
Consequently, efficient control is needed for preventing thermal cracking and ensuring system stability
for this process.

The model of SOFC in cell, stack, and system levels has been proposed, and each type of the SOFC
model is employed for different purposes, i.e., design, improvement, control, and optimization [18].
Dynamic modeling is especially beneficial for dynamic system analysis, as well as in control design.
SOFC operations are often subjected to transient conditions, and, as a result, the fuel cell dynamics have
been increasingly considered in modeling activities [19]. Several published works have concentrated
on the dynamic modeling and the control of solid oxide fuel cells [20,21]. Li and Choi [22] studied the
control of the power output of an SOFC by applying proportional-integral (PI) controllers to maintaining
fuel utilization and voltage as the current of the stack changed. To keep the voltage output under load
changes, Chaisantikulwat et al. [19] developed an SOFC dynamic model and a feedback control scheme
with a PI controller to control cell voltage by manipulating the concentration of H,. The low-order
dynamic model that was derived from the step responses was used for designing feedback control.
The results showed that the feedback PI controller was able to maintain a constant SOFC voltage for
small step changes in the current load. Furthermore, a dynamic model was used to investigate the
dynamics of the SOFC stack and design control strategies [23]. A proportional-integral-derivative
(PID) controller was implemented to maintain the outlet fuel temperature and the fuel utilization of a
planar anode-supported, direct internal reforming solid oxide fuel cell under intermediate-temperature
operation. The feed air was used to maintain the outlet fuel temperature when a disturbance in the
current density occurred. A control strategy must be more effective in avoiding oscillatory control
action as well as in preventing potentially damaging temperature gradients under a higher magnitude
of load changes. Stiller et al. [24] developed a dynamic model for the control of an SOFC and gas
turbine hybrid system. The SOFC power, fuel utilization, air flow, and cell temperature were controlled
while using a proportional-integral-derivative (PID) type controller. However, the conventional PID
controller cannot guarantee stability and performance when large disturbances occur.

Model predictive control (MPC), which is a multivariable control algorithm, computes a controller
action while using a process model to predict the processes output trajectory in the future [25].
The implementation of MPC requires the identification of an internal process model. Therefore,
applying model-based controllers, such as MPC, is more challenging when compared to PI or PID
controllers for which explicit controller equations exist [26]. Zhang et al. [25] developed the nonlinear
MPC controller (NMPC) for a planar SOFC while using the moving horizon estimation (MHE)
method. The current density and molar flow rates of fuel and air were manipulated variables to
control the output power, fuel utilization, and cell temperature. The proposed NMPC controller
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can drive the SOFC following the desired output trajectory when the power output was changed
under constant fuel utilization and temperature. In addition, many real chemical processes involve
a high degree of parameter uncertainty. Some studies have focused on the development of a robust
MPC to handle nonlinear systems and guarantee system stability, as a traditional MPC algorithm is
unable to address plant model uncertainties [27,28]. Kothare et al. [29] synthesized a robust MPC
algorithm that explicitly incorporated plant model uncertainties. The state feedback control law was
obtained by minimizing the worst-case performance cost. This worst-case scenario was used by the
simultaneous design and control methodologies to evaluate the process cost function and constraints
that were considered in the process [30]. Manthanwar et al. [31] studied the derivation of the explicit
control strategy while using a min-max formulation to safeguard against the worst-case uncertainty
problem. This guarantee process feasibility as well as process stability for efficient plant operation.
A convex optimization problem with linear matrix inequalities (LMIs) constraints was formulated.
Bumroongsri and Kheawhom [32] proposed a robust MPC for uncertain polytopic discrete-time
systems. In addition, an ellipsoidal off-line MPC strategy for linear parameter varying (LPV) systems
was studied. The smallest ellipsoid that contained the present measured state was determined in each
sequence of ellipsoids and the scheduling parameter for LPV was measured on-line. Pannocchia [33]
also developed a robust MPC algorithm to stabilize the system that was described while using a
linear time-varying (LTV) model. Kouramas et al. [34] focused on the design of an MPC controller
to control the cell voltage and cell temperature. The results showed that the controller was able to
maintain the SOFC voltage and temperature at the desired values. A comprehensive model of SOFC
behavior involves numerous complex phenomena, which include electrochemical reaction and the
thermal and mechanical properties of the materials. Thus, the SOFC model involves a great deal of
parameter uncertainty; the control design should take the model uncertainty into account. For an
on-line synthesis approach, the optimization requirement leads to significant amounts of on-line MPC
computational time. When MPC incorporates the model uncertainty, the resulting on-line computation
will significantly grow with the number of vertices of the uncertainty set. As a result, an off-line
synthesis approach is a focus for generating a robust MPC for an uncertain model. With the off-line
approach, the computation of a robust MPC is significantly reduced, with only minor losses in its
control performance. Wan and Kothare [35] implemented an off-line LMIs for robust MPC while using
an asymptotically stable invariant ellipsoid. An off-line robust output feedback MPC approach can
certify the robust stability of the closed-loop system in the presence of constraints and it can stabilize
both polytopic uncertain systems and norm bound uncertain systems.

A model-based control system should be designed, while taking uncertain parameters into
account, to avoid physical damage and achieve high energy efficiency, as the dynamics of SOFC,
especially with a DIR operation, are complicated and its model consists of many key parameters. This
study concentrates on control design for the DIR SOFC fed by methane-rich gas. The investigation of
transient responses of an SOFC by changing the current density, the air and fuel inlet temperatures,
and the air and fuel inlet molar flow rates in terms of velocity, is reported. A MIMO control approach
using an off-line robust MPC algorithm with LTV system is implemented to control the SOFC with
uncertainty in cell voltage. The paper is organized, as follows: Section 2 presents the mathematical
model for the SOFC; Section 3 gives a brief review of the robust MPC algorithm; Sections 4 and 5
outline the application, and results and discussion of the proposed off-line robust MPC to the SOFC;
and lastly, Section 6 presents the conclusions.

2. SOFC Model

The mathematical model of the solid oxide fuel cell (SOFC) consists of mass balances, energy
balances, and the electrochemical model. The assumptions for the lumped model of the SOFC are
as follows: (i) heat loss to the surroundings is negligible; (ii) all the gases are ideal gas; (iii) pressure
gradients inside gas channels are negligible; (iv) the heat capacity of all gases is temperature independent;
and, (v) the exit fuel and air temperatures and the cell temperature are the same.
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Typically, the SOFC consists of a ceramic ion-conducting electrolyte and two porous electrodes
with a sandwich structure (Figure 1). To generate electricity with an SOFC, methane-rich gas is directly
fed into the anode side while air, which is the oxidant, is continuously delivered into the cathode
side. At the cathode side, oxygen is reduced, which forms oxygen ions. The oxygen ions can diffuse
through the ion-conducting electrolyte to the anode/electrolyte interface. At the anode side, the oxygen
ions chemically react with hydrogen in the fuel, producing water and electrons. The electrons are
transported via the external circuit and back to the cathode/electrolyte interface, thus producing
electrical energy. Exhaust gases and heat are also produced by the SOFC as by-products. The reforming,
electrochemical, and energetic models are simultaneously solved to obtain an exact solution [36].

Electrical current
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H :
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Excess fuel —

and water gases out

Porous Electrolyte Porous
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Figure 1. Schematic diagram of solid oxide fuel cell operation.
2.1. Mass and Energy Balances

The internal methane steam reforming (MSR) reaction in porous-supported SOFC is the most
important factor for determining the performance of the SOFC [37]. Furthermore, it is the main reaction
for hydrogen production. Table 1 shows the reactions that occurred within the SOFC, which include
steam reforming, water-gas shift (WGS), and overall redox reaction [38]. These reactions are used
in mass and energy balances. In the fuel channel, it is assumed that methane can only be reformed
to hydrogen, carbon monoxide, and carbon dioxide and, therefore, cannot be electrochemically
oxidized [23]. In the endothermic steam reforming reaction, fuel in the presence of a catalyst produces
hydrogen and carbon monoxide. Table 1 shows the rate expression of the steam reforming reaction
Ry [38], where ky is the pre-exponential constant, being equal to 4272 mol s™! m™2 bar™!, and E, is
the activation energy, equal to 82 k] mol~!. Excess steam is used to prevent carbon formation on
the catalyst and force the reaction to completion. An associated reaction to the reforming reaction is
the water-gas shift reaction. Unlike the steam reforming reaction, the water gas-shift reaction is an
exothermic reaction. The rate expression of the water gas shift reaction is written as R;). The overall
redox reaction R(y) associates with the electric current density (j), according to Faraday’s law.
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Table 1. Reactions and reaction rates considered in a solid oxide fuel cell (SOFC) [38].

Reactions No. Reaction Equations Reaction Rates AH (kJ mol~1)
f;?s:ning ()  CHy+H0©3H +CO Ry = kopcr, exp(~ gt ) 20610
SWh?ftfr-gas (i) CO+H0H+CO; Ry = kWGSRpco(l _ %) —41.15
Hydrogen ) 1, 1 0% 1,0+ 267
OB w0 1m0

The lumped-parameter modeling, when only considering changes in time, is a simple approach for
describing the dynamic modeling of the solid oxide fuel cell. Xietal. [39] showed thatlumped-parameter
models are adequate for systems-level analysis and control through experimental validation. Moreover,
the lumped model has been implemented for analysis and control of the planar SOFC systems [40].
Consequently, this work has used the lumped-parameter model for analysis, design, and control of
the SOFC.

Equations (1) and (2), respectively, give the mass balances in the fuel and air channels, which
provide the amount in moles of each species in the SOFC. The gas compositions in the fuel channel
consist of CHy, HyO, CO, Hy, and CO,, while O, and Ny are the gas species in the air channel. The mass
balances are:

dn; .
d—lt'f =njr =+ Z v;kRkA (1)
ke((i), (i), (v)}
dn; in .
d;'a = Tlip =iy + U ()R A ()

where 7; b and 7, , are the molar flow rate of species i in the fuel and air channels, respectively; v;
is the stoichiometric coefficient of component i in reaction k; Ry is the rate of reaction k; and, A is a
reaction area.

The temperature change within the cell is neglected for the energy balance. Equations (3) and (4)
are used to compute the SOFC temperature (Trc).

dTrc 1

B peorcCraorcVeore Qfin = Qrout + Quyin = Qujout + Z (=AH)RA = jAVEC|  (3)

ke( (i), (i), (v))

Qi = Zﬁjcpj(Ti - Tref) 4)

]
where Q; is the enthalpy flow in/out each fuel cell channel.

2.2. Electrochemical Model

The Nernst equation explained the difference between the thermodynamic potentials of the
electrode reactions is used (Equation (5)) to determine the reversible cell voltage or theoretical
open-circuit voltage (Eocvy).

RT PH,0
Eocy = Eo - zgc In| —5= ©)
PrPg,
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where E is the open-circuit potential at the standard pressure, which is related to the SOFC temperature,
as shown in Equation (6) [41].

Eq = 1.253 — 2.4516 X 10 *Trc(K) (6)

When an external load is combined, the actual voltage (V) is lower than the open-circuit voltage,
owing to the voltage losses: ohmic losses (7onm), concentration overpotentials (fconc), and activation
overpotentials (1)act), which rely on the SOFC temperature, current density, and fuel compositions.
Consequently, the cell voltage can be calculated by subtracting the open-circuit voltage with the
voltage drops due to the various losses from the theoretical open circuit voltage, as reported by
Aguiar et al. [23]:

Vrc = Eocy — (UOhm + Neone + ﬂact) (7)
Tel 1
1Ohm = ]( Tanode + electrolyte n Tcathode) (8)
Oanode Oelectrolyte O'cathode
RTrc ( PHZO,TPBPHZ) RTfc ( po, )
= In| + In| 9
fleone 2F PH,OPH,,TPB 4F PO,,TPB ©
RTTanode .
TPB = PHof ~ 55— (10)
Pia TP Pr, 2F Deff,anode
RTTanode .
= e 11
PH,0,TPB = PH,0, ZFDeff,anode] (11)
RTt,

—p—(P- ex cathode ) 12
pOZ/TPB ( POZ) p(4FDeff,cathodeP ( )
i—i [sz,TPB exp( anF . ) PH,0,TPB exp( (1- a)nFn )] 13)

= d —_— de | — - et

0,anode sz RTFC act,anode pHZO RTFC act,anode
. PHyTPB anF _pmores (1-a)nF 14)

] = Jo,anode sz p RTFC Tact,anode PHZO p RTFC Tact,anode

. RTrc Efanode, cathode}

J0,{anode, cathode} = _Fk{anode, cathode} eXP(—%;H (15)

where Tanodes Telectrolyte, ad Teathode are the thickness of the anode, electrolyte, and cathode layers,
respectively; 0anode and Ocathode are the electronic conductivity of the anode and cathode, respectively;
Oelectrolyte 18 the ionic conductivity of the electrolyte; p; tpp is the partial pressure of component i at
three-phase boundaries (TPB); Deff anode Stands for the effective diffusivity coefficient in the anode, while
considering a binary gas mixture of Hy and H,O with equi-molar, counter-current, one-dimensional
diffusion due to a major difference in the concentration of these two key components at TPB and flow
channel that are caused by the electrochemical reaction [23]; Deff cathode Stands for the oxygen effective
diffusivity coefficient in the cathode (a binary gas mixture of O, and Nj) (the diffusion coefficient for
the electrode is assumed to be constant [42]); « is the fraction of the applied potential that promotes
the transfer coefficient, which is usually taken to be 0.5 [23]; and, 7 is the number of electrons that
are transferred in the single elementary rate-limiting reaction step represented by the Butler-Volmer
equation. The activation energies of the electrode exchange current densities (Ejanode, cathode}) are 137
and 140 k] mol™! for the cathode and anode, respectively [23]. The pre-exponential factors of the
cathode and anode exchange current densities (kjanode, cathode}) are 2.35 X 10" and 6.54 x 101 "1 m™1,
respectively [23].

The power density (P) is the amount of power per unit area, which can be determined by
multiplying the cell voltage by the current density, as expressed:

P=jVrc (16)
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The fuel utilization factor (Ug,e) is the ratio between the total fuel consumption for electricity
production and the total inlet fuel, as defined:

LW

ufuel = 0 0 0 0 (17)
(8Fyep, T 2Fyg, +2FYco) Fria
The air ratio (A,;,) is the inverse of the air utilization factor, which is defined as:
0 0
yo F.
Aair = _Oz—alr (18)
jLW/4F

where L is the cell length (cm?), W is the cell width (cm?), } is the average current density (A cm™~2), F is
the Faraday constant (C mol '), y? is the mole fraction (), and F? is the molar flow rate (mol s™1).

3. Robust Model Predictive Control

A linear time-varying (LTV) system is defined for a multi-model paradigm or polytopic uncertainty
to synthesize a robust controller:

x(k+1) = A(k)x(k) + B(k)u(k)
y(k) = Cx(k) (19)
[ A(K) Bk |en

where x(k) is the state of the plant, u(k) is the control input, and y(k) is the plant output. Furthermore,
the set () to be the polytope for polytopic systems is defined as:

0=Cof| A B |[ A By .| AL B} (20)

where Co represents the convex hull and [ A; B; ] are the vertices in the convex hull. If the system is

the nominal linear time-invariant (LTI) model, it follows that L = 1. For other cases, [ A(k) B(k) ] e,
being defined by L vertices as:

=1 (21)

The nonlinear system can be represented by a polytopic uncertain linear time-varying system.
Liu [43] has shown that every trajectory (x, u) of a nonlinear system is a trajectory of Equation (19) for
some linear time-varying system in the polytope (Q).

3.1. Robust MPC Algorithm

In this section, the explanation of the robust constrained MPC problem that is constituted of
input and output constraints integrated with linear matrix inequality (LMI) constraints is presented.
At each sampling time k, a robust performance objective is a min-max problem (minimization of
worst-case performance cost) in terms of the quadratic objective for the LTV system, which is given by
Equation (22):

min max Joo (k)
u(k+ilk),i=0,1,....m [ A(k + i) B(k + i) 1e0,i>0

- (22)
Joo(k) = ‘;O[x(k +ilk)"Qyx(k + ilk) + u(k + k) Ru(k + k)

where Q; > 0 and R > 0 are the symmetric weighting matrices.
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The optimization problem at each sample time step is formulated as a convex optimization
problem that is related to linear matrix inequalities constraints [29]. The Lyapunov function V(i k),
which is defined as: V(i,k) = x(k + i/k)TP(i, k)x(k + ifk), where Yk, Vi > 0 and P(i,k) > 0, is utilized to ensure
stability for the MPC algorithm. It is noted that, for a vector x, x(k/k) represents the state measured at
real time k, and x(k + i/k) represents the state at prediction time k + i predicted at real time k.

3.2. Off-Line Robust MPC Algorithm Using Ellipsoidal Invariant Sets

The state-feedback control law can be defined as:
u(k+ik) = Fx(k+ik), i>0 (23)

The state feedback gains F in the control law are defined as F = Yin._l to stabilize the closed-loop
system within the ellipsoidal invariant set ¢ = {xleQ_lx < 1}. The matrix variables Q; > 0 and Y; are
achieved from the result of the linear objective minimization problem ] (k), with the upper bound y
on the worst-case MPC. The symbol # represents the corresponding transpose of the lower block part
of the symmetric matrices. Therefore, it is determined that:

i 24
7.0 @4
subject to
1 *
>0 25
[xi Qi ] @)
Qi % % *

AjQi+BjY; Qi »
Q% 0 gl -
R1/2y; 0 0 yI

>0, j=1,2,..,L (26)

Input constraints that are limited by the process equipment impose hard constraints on the
manipulated variable u(k). Boyd et al. [44] proposed the basic idea to handle these constraints for
continuous-time systems. However, the discrete-time robust MPC is presented here, as follows:

[ ?T (;_ ]zo, 27)

with
Xy < ”f,max' h=1,2,.., 1, (28)

For output constraints, performance terms impose constraints on the process output y(k), as:

S *
T >0, 9)
(A]Ql +B]'Yj) CT Qi :|

with

S < y%max, r=12,.,ny (30)

It is noted that Equation (27) is used to guarantee input constraint satisfaction, whereas Equation
(29) is used to guarantee output constraint satisfaction.

4. SOFC Operation

In this work, the SOFC models that are mentioned above are implemented and simulated while
using Matlab for analysis, design, and controls study of the SOFC. The lumped parameter model of
SOEFC is created by the relation between mass and energy balances and is used to investigate steady
state and dynamic behavior. Table 2 shows the model parameters and operating conditions for the
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SOFC. Regarding the steady-state analysis of the cell voltage, power density, and cell temperature
related to the current density, the SOFC is designed to be operated at a current density (j) of 0.45 A cm™2,
at which the SOFC efficiency is optimized [45]. Under this operating condition, the cell voltage (Vrc)
is 0.72 'V, the power density (P) is 0.32 W cm™2, and the cell temperature (Tpc) is 1058 K.

Table 2. Model parameters and operating conditions used in SOFC simulation.

Model Parameters

Anode effective diffusivity coefficient (Defanode) 3.66 x 107 m?s™
Cathode effective diffusivity coefficient (Deff cathode) 1.37 x 107 m?s7!
Electronic conductivity of anode (0anode) 9.5 x 107/Trc exp(=1150/Tkc) QO lm2
Electronic conductivity of cathode (0cathode) 4.2 % 107/Trc exp(=1200/Trc) Q7' m™2
Tonic conductivity of electrolyte (electrolyte) 33.4 x 10% exp(=10,300/Trc) Q7 'm™2
Anode thickness (Tanode) 500 pm
Cathode thickness (Tcathode) 50 pm
Electrolyte thickness (Telectrolyte) 20 pm
Fuel channel height (/1) 1 mm
Air channel height (1,) 1 mm
Cell length (L) 04 m
Cell width (W) 0.1 m
Operating conditions

Pressure (P) 1 bar
Fuel inlet temperature (T{%) 1023 K
Air inlet temperature (T29) 1023 K
Fuel utilization factor (Ugyel) 70%

Air ratio (A,jr) 8.5

Fuel feed S/C =2, 10% pre-reforming

Air feed 21% O,, 79% Np

5. Results and Discussion

5.1. Dynamics of SOFC

In this part, the dynamic behavior and performance of the SOFC simulated by using nonlinear
mass and energy balance equations (Section 2), coupled with initial operating conditions (Section 4),
are given. By varying the current density, the inlet air and fuel temperatures, and the inlet air and
fuel molar flow rates, the responses of the cell temperature and cell voltage are investigated. Figure 2
shows the open-loop response of the cell temperature and voltage that result from step changes of
+10% in the current density, the inlet air and fuel temperatures, and the inlet air and fuel molar flow
rates, given in terms of velocity. It can be seen that, in the initial period between 0 and 3000 s, the cell
voltage and cell temperature move to 0.72 V and 1058 K, respectively, which are the nominal operating
points in the dynamic model. Step changes of +10% in each input are present during the second period.
For the third period, which occurs between 6000 and 9000 s, the responses are a result of step changes
of —=10% in each input. The last period shows a return to the initial conditions.

As seen in Figure 2a, cell voltage depends on the cell operating temperature, which relies on the
gas inlet temperatures and current density. The transient response of the cell voltage and temperature
is considered by a step change in current density, with the gas inlet temperatures and molar flow rates
maintaining the nominal values. The result provides that the increase of cell operating temperature
is caused by an instantaneous increase in hydrogen consumption within the cell when the SOFC is
operated at high current densities. In addition, the cell voltage suddenly drops, which is associating
with ohmic losses, although the increase in cell temperature will ultimately decrease the activation
overpotentials and the internal resistance in ohmic losses. The cell voltage is dependent on the
magnitude of ohmic losses [40]. The step changes of +10% in the inlet air and fuel temperatures
are also investigated with the other inputs being kept at their nominal values (Figure 2b,c). The
results show that the dynamic response of fuel cell voltage and cell temperature depend on the inlet
temperatures of the fuel and air. The increase in fuel and air inlet temperatures causes an increase in
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the cell temperature and voltage. However, it can be seen that the air inlet temperature significantly
affects the fuel cell voltage and temperature. High air feed increases the heat input to the fuel cell,
which promotes the reforming reaction rate; more H, generated leads to high power generation. The
inlet flow rates of both air and fuel can be expressed in terms of air and fuel velocity, being calculated
from air ratio and fuel utilization factor, respectively. Figure 2d,e show the transient responses of fuel
cell voltage and cell temperature for step changes of +10% in the inlet flow rate of air and fuel. All
other inputs, such as the current density and the inlet temperatures of air and fuel, are kept constant.
Changes in the fuel cell voltage and cell temperature are observed when the molar flow rates are
changed. The increase in inlet molar flow rate of fuel causes an increase in the hydrogen production
rate, which is associated with an increase in the reforming reaction rate. Heat for the reformer, which
is provided by heat produced in the fuel cell, results in a decrease of the cell temperature, because of
the endothermic steam reforming reaction. However, the fuel cell voltage increases due to an increase
in the partial pressure of hydrogen and the partial pressure of water decreases as a result of an increase
in the fuel flow rate. It is noted that the overshoots in fuel cell voltage that occurred after step changes
could be attributed to numerical errors, which are generated by the discontinuity in time [19].
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Figure 2. Voltage and cell temperature responses due to step changes in: (a) the current density (j);
(b) the inlet temperature of air (T,iyin); (c) the inlet temperature of fuel (Tl in); (d) the molar flow rate
of air in terms of velocity (u,); and, (e) the molar flow rate of fuel in terms of velocity (i).
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5.2. Control of SOFC

In this part, the implementation of the ellipsoidal off-line robust MPC algorithm for LTV systems
is presented and performed while using SeDuMi [46] and YALMIP [47]. The cell voltage (Vc) is
considered as the uncertainty parameter and it is assumed to be arbitrarily, varying in time within the
indicated range. The lumped-parameter model of the SOFC that is represented by the nonlinear mass
and energy balance ODE:s is linearized, as follows:

x = Ax+ Bu (31)
y = cx
where x is the state variables of the SOFC, i.e., the moles of each species in the fuel and air channels
and the cell temperature, u is the inputs, such as the inlet molar flow rates of air and fuel, A and B are
the matrices obtained from linearization, and y is the output variables.
Next, the linearized model is discretized while using an Euler first-order approximation in the

discrete-time model expressed in Equation (32), with a sampling period of 5 s. Let x(k) = x — xgg and

u(k) = u - ugg, where the subscript ss denotes the corresponding variable at the steady-state condition,
which results in the following:

(32)

An increase in cell temperature causes the material stresses, which is a potential problem, resulting
in the anode and electrolyte material cracking. Additionally, the voltage must be controlled to make a
high-efficiency SOFC. The objective is to control the cell temperature and the moles of methane at their
desired values by manipulating the inlet molar flow rate of air and fuel with weighting matrices Q= I
and R= 0.1 I. In this study, the polytopic uncertainty model includes two vertices due to the existence
of one uncertain parameter, Vpc. This parameter is randomly varied between 0.6 and 0.8 V in time.

Figure 3 shows the schematic diagram of the MIMO control system for the SOFC. The dashed
line shows the off-line robust MPC algorithm in which the optimization problem is solved to obtain
the corresponding state feedback gain, F. The solid line represents the measured on-line states at each
sampling time and the corresponding state feedback control law, u. The SOFC non-linear model is
linearized (the state, input, and output variables are expressed in the deviation variables) and then
discretized while using an Euler first-order approximation, which results in a discrete-time model.
The uncertain parameters are implemented with the discrete-time model to generate the vertices sets.
After the LTV system is obtained, it is implemented with the robust MPC algorithm. To obtain the gain
F, the values of Q; and Y; are determined after optimization. Lastly, the state feedback control, u, can
be calculated and implemented in the control of the SOFC.

Figure 4 shows the closed-loop responses of the SOFC for the robust MPC based on the LTV
systems. Figure 4a shows the closed-loop response of the cell temperature of the SOFC, whereas
Figure 4b shows the closed-loop response of the moles of methane in the fuel channel. Figure 5a,b,
respectively, show the control inputs of the SOFC, i.e., the inlet molar flow rates of air and fuel in
velocity terms. Figure 6 shows the response of the cell voltage; the proposed MPC controller can
indirectly drive the cell voltage to its desired value. The results show that when fuel cell temperature
shifts from its steady-state value (1058 K), the mole fraction of methane has a slight change from the
control action. The controller raises a small flow rate of fuel to reduce the temperature by enhancing
the endothermic reforming reaction, which results in a slight increase in methane. In addition, the
air flow is initially reduced to decrease the heat input. The robust MPC reduces the fuel flow while
increasing the air flow to minimize its impact on controlled variables due to the increased methane. As
a change in inputs could affect both of the controlled variables due to the inputs-outputs interaction,
the MPC controller had to adjust both of the control inputs, which results in fluctuations in the initial
control input profiles. The simulation results show that the proposed control algorithm obtains good
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results. The MPC controller for the LTV system can maintain the cell temperature and the moles of
methane at their setpoints by manipulating the inlet molar flow rates of air and fuel, respectively.
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Figure 6. Closed-loop response of the cell voltage.

6. Conclusions

In this paper, an off-line robust MPC algorithm for a discrete-time LTV system with polytopic
uncertainty while using the ellipsoidal invariant set was synthesized and designed for controlling a
solid oxide fuel cell. The state feedback control law minimizing an upper bound on the worst-case
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objective function was implemented. The lumped-parameter model was employed to explain the
SOFC’s dynamic behavior and design the MPC controller. In the open-loop dynamic simulations,
the inlet fuel and air temperature, and the current density are related to the fuel cell temperature
and voltage. Regarding the performance of the SOFC control, the off-line robust MPC algorithm can
guarantee the stability of the SOFC under the model uncertainty. The controller can keep the operating
temperature and the moles of methane at their setpoints by manipulating the inlet molar flow rate of
air and fuel. Consequently, the cell voltage also moves to its desired value.
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Abstract: A distributed variable model for solid oxide fuel cell (SOFC), with internal fuel reforming
on the anode, has been developed in Aspen HYSYS. The proposed model accounts for the complex
and interactive mechanisms involved in the SOFC operation through a mathematically viable and
numerically fast modeling framework. The internal fuel reforming reaction calculations have
been carried out in a plug flow reactor (PFR) module integrated with a spreadsheet module to
interactively calculate the electrochemical process details. By interlinking the two modules within
Aspen HYSYS flowsheeting environment, the highly nonlinear SOFC distributed profiles have been
readily captured using empirical correlations and without the necessity of using an external coding
platform, such as MATLAB or FORTRAN. Distributed variables including temperature, current
density, and concentration profiles along the cell length, have been discussed for various reforming
activity rates. Moreover, parametric estimation of anode oxidation risk and carbon formation potential
against fuel reformation intensity have been demonstrated that contributes to the SOFC lifetime
evaluation. Incrementally progressive catalyst activity has been proposed as a technically viable
approach for attaining smooth profiles within the SOFC anode. The proposed modeling platform
paves the way for SOFC system flowsheeting and optimization, particularly where the study of
systems with stack distributed variables is of interest.

Keywords: SOFC; simulation; internal reforming; anode oxidation; carbon formation

1. Introduction

Fuel cells convert the chemical energy in fuel directly into electricity and heat, without combustion,
leading to high efficiencies with low or even zero emissions. The SOFC is becoming a mature
technology and can make the commercial breakthrough if cost targets can be met by achieving
cost reductions through volume manufacturing, improved lifespan/performance, and lower cost
materials [1-3]. Research and development in the last twenty years have led to significant advances in
all areas of the technology including cell, seal, interconnect, and stack design, as well as peripheral
components and the entire balance of plant (BoP) [4,5]. Manufacturing achievements have led to defect
identification and minimization, quality control, and scale-up of stack components and the entire stack
assembly manufacture.

The SOFC system is appropriate to operate on a pipeline fuel such as reticulated natural gas
with its well-established supply infrastructure throughout the world. For such a fuel, minimal fuel
processing is required, which includes desulphurization of the fuel to remove sulphur compounds
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that are naturally present in the hydrocarbon fuel source and those that are added as odorants to meet
legislative requirements such as for natural gas, propane, and LPG for domestic applications. The
preprocessing also includes a level of conversion of the hydrocarbon fuel, conventionally known as
prereforming, which functions to convert the hydrocarbon feed such as natural gas to a hydrogen-rich
mixture or a methane-rich mixture depending on the type of anode in the SOFC stack, i.e., noninternal
reforming or internal reforming type. For an internal reforming type SOFC, where methane can be
converted by steam reforming on the anode, it suffices to prereform the fuel to a level where all higher
hydrocarbons (Cy.) are converted leading to a mixture of methane, hydrogen, and carbon oxides with
little or no conversion of methane [6,7]. For a noninternal reforming type SOFC, all hydrocarbon
components including methane need to be fully converted to a mixture of hydrogen and carbon oxides.
Owing to its high electrical efficiency, the SOFC technology results in reduced emissions of CO; and
is practically noise free. Furthermore, it is free of NOy emissions due to its relatively low operating
temperatures. The SOFC system is particularly attractive as a combined heat and power generation
(CHP) system, since the waste heat generated can be used to supply heat to a hot-water system which
can be interfaced to the SOFC system [8].

A system-level flowsheet model of the SOFC system including the complete BoP is a useful
platform for simulating the performance of the plant and for sizing of individual components of the
BoP. Commercially available process simulation software such as Aspen Plus or Aspen HYSYS, PRO/II,
etc., contains extensive thermodynamic and physical properties database and includes in-built modules
for a number of components which are commonly used in a process plant, such as heat-exchangers
of various types, reactors of various types, compressors, pumps, valves, separating columns, tanks,
mixers, etc. It allows for energy optimization via heat and work integration of system components.
However, it does not include a module for fuel cell reactions, i.e., it cannot directly account for
the electrochemical reactions involving ions and electrons. There are two approaches for modeling
SOFC-based systems with commercial process simulators. In one approach, the SOFC model is
developed in a separate platform such as FORTRAN, VB, C++, MATLAB, etc. and then linked to the
process simulator [9-15]. In another approach, the SOFC reactions are modeled using the equilibrium
reactor module GIBBS [16,17]. Anderson et al. [17] modeled the SOFC as a combination of an isothermal
plug flow reactor (PFR) module, to account for methane reforming kinetics on the anode, and a GIBBS
reactor for the fuel cell reactions of hydrogen and CO oxidation. However, this was not a system-level
model and focused on reactions and mass transport processes at the cell level. Using established
theoretical and/or empirical correlations from literature, they tested the validity of their model by
comparing their simulation results with those of others reported in the literature. Two main drawbacks
of this work are the assumptions of isothermal conditions for internal reforming and use of a GIBBS
reactor for the fuel cell reactions. In a real system the SOFC stack does not operate in an isothermal
mode. There are two opposing contributions to stack temperature profiles in the case of an internal
reforming anode. The endothermic steam reforming reaction absorbs heat from the gas stream which
results in cooling of the stack and the fuel cell reaction(s) release heat which results in heating of the
stack; the net effect is determined by the extents of these reactions.

A conversion reactor is more appropriate for representing the fuel oxidation reactions by setting
the percent conversion equal to fuel utilization. An equilibrium approach using the GIBBS reactor
does not allow setting of the reaction conversion to match fuel utilization. In this work, the internal
reforming of methane via steam reforming and the accompanying water-gas shift (WGS) reaction
is modeled via the PFR module with the kinetic expressions from literature [18,19] and the fuel cell
reactions are modeled using the conversion reactor where the conversion is linked to the fuel utilization
value calculated in a spreadsheet block. Another feature of the current work is that unlike the work of
Anderson et al. [17], where the PFR is modeled as an isothermal reactor, in this work the energy stream
of the PFR is linked to the cell in the spreadsheet block which calculates the heat generated by the fuel
cell reaction and is available as reaction heat in a direct internal reforming SOFC. The axial temperature
profile created in the PFR is therefore, representative of the temperature profile on an SOFC anode with
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direct internal reforming, as the coupling of the endothermic methane steam reforming (MSR) reaction
and accompanying mildly exothermic WGS reaction with heat available from the fuel cell reaction is
appropriately captured with this approach. The corresponding composition profile under current load
cannot be generated within the PFR module as this module only works with kinetic schemes and it is
not possible to add the fuel cell reactions to the PFR as conversion reactions based on fuel utilization.
An option to include the reaction kinetics of the electrochemical oxidation of hydrogen is also not
available in the software. Nevertheless, the reaction extents and accompanying heat exchanges can be
calculated in the spreadsheet module and linked to the PFR module. Firstly, this allows generation
of open-circuit composition profiles of the internally reformed gas which sets the boundary for the
Nernst voltage profile under load, after accounting for the extents of the fuel cell reactions. Secondly,
the current density and composition profiles can be calculated within the spreadsheet block using
appropriate correlations.

Previous work [9-13,16] largely focused on the issues that can predict and improve the fuel cell
operation in terms of current generation and voltage losses. For instance, the effect of air flow rate,
steam to carbon ratio (S/C), current density, fuel utilization (Uf), inlet temperatures, or operating
pressure have been extensively investigated. By contrast, in this work we have mainly focused on an
analysis of processes that significantly affect anode performance and lifetime and consequently impact
on the SOFC system as a whole. We analyzed anode performance for various levels of reforming
activity. Three cases are considered: (i) Full reforming activity, (ii) 1/3rd reforming activity, and (iii)
1/6th reforming activity. Reduced reforming activity may be the result of engineered design [20] or may
result from progressive degradation of the anode from poisoning or sintering due to nickel coarsening
over the useful life of the stack [4], which extends the reaction zone and requires more of the anode
segment from the leading edge to fully convert methane. Reforming kinetics reported by Ahmed
and Foger [18] and WGS reaction kinetics reported by Tingey [19] were employed as the reaction rate
details for PFR, leading to 1D pseudo-homogeneous results. The three different levels of activity were
assigned by reducing the Arrhenius factor in the rate expression by the reduction factors 0.33 (~1/3rd)
and 0.67 (~1/6th). In physical terms this signifies loss of reforming activity by poisoning or sintering.
For these levels of activity, we assess the anode oxidation risk and carbon formation potential on the
anode, both of which have severe life-limiting consequences on the anode [7].

This paper contributes to the SOFC research considering its two novel contents including; (i) the
novel simulation methodology: The simulation approach proposed for complicated internal reforming
SOFC process offers simplicity and calculation speed without compromising the internal operations
details. This is of particular interest for SOFC system modeling and design where several operational
concepts including heat/mass transfer and electrochemical and fuel reformation reactions interactively
occur at wide time and length scales. (ii) The understanding of distributed reformation potentials in
controlling SOFC performance profiles. The incremental reformation process is demonstrated to be a
promising strategy to moderate the undesirable gradients of SOFC internal profiles. This is promising
to achieve higher homogeneity in temperature and concertation profiles inside the SOFC stack that
subsequently offers enhanced current and voltage profiles. This is crucially important for SOFC
efficiency and durability. In this paper, we demonstrate internal fuel reformation as an opportunity not
only for heat integration and external reformer cost reduction but also for thermal management goals
that eventually results in fuel cell longevity.

2. Simulation Methodology

The SOFC stack is simulated in the following way: Internal reforming of methane on the SOFC
anode is modeled in a PER module, using the reforming kinetics of Ahmed and Foger [18] and the WGS
reaction kinetics of Tingey [19]. The electrochemical conversion of hydrogen and carbon monoxide are
modeled as chemical conversions in a conversion reactor module. The associated electrical aspects
including cell voltage, air utilization, and fuel utilization at a given operating current are calculated in a
spreadsheet tool of Aspen HYSYS. The spreadsheet block in Aspen HYSYS is essentially an Excel-based
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spreadsheet with features of exporting data to and importing data from other modules of the flowsheet.
This provides facility for post-processing of the calculated or entered values of the process variables.
Computations of cell voltage entailing calculations of electrical losses, both ohmic and overpotential
using empirical correlations [21] and calculation of Nernst voltage from the concentrations of the
reacted gas are carried out in the spreadsheet, with compositions imported from the PFR module.
Similarly, the sum of electrical losses and entropy change, after allowing for losses to the surroundings
from the stack, is calculated and this value is exported to the energy stream linked to the PFR, as heat
available for direct internal reforming.

The average stack operating temperature is obtained by a trial-and-error method. An average
stack temperature is assumed for calculating Nernst voltage, operating voltage, and electrical losses.
The assumed temperature is then compared to the value returned by the PFR, which simulates internal
reforming and utilizes heat generated from the fuel cell reaction to compute the temperature profile
within the fuel cell and the composition profile of the internally reformed fuel. The amount of heat
generated, i.e., the electrical and entropy losses are calculated at the assumed average temperature.
These steps are iterated until agreement is reached between the assumed average cell temperature and
the calculated average cell temperature.

The composition of utilized gas is obtained by matching the degree of conversion in the conversion
reactor, with the fuel utilization level calculated in the spreadsheet, based on fuel flow rate and
operating current. Since the electrochemical conversion of Hy and CO are modeled as combustion
reactions, there is a temperature rise in the reactor due to the exothermicity of the combustion reactions.
Since the exothermicity of the fuel cell reactions have already been accounted for by calculating the
electrical losses and entropy change of the fuel cell reaction and entering this value as heat input to the
internal reforming PFR, temperature rise in the conversion reactor is suppressed by use of the HYSYS
object SET, to set the temperature of the stream leaving the conversion reactor to be the same as the
temperature of the stream leaving the PFR.

Figure 1 and Table 1 show the integration of the modules representing the anode operation and
the set of equations used in the calculation of all distributed variables within the stack—temperature,
current density, and composition of all chemical species on the anode side.

Internal Reforming Module Fuel Cell Reactor Module
(PFR) (Conversion Reactor)

Anode Feed—-)( Anode Exhaust

Spreadsheet

- - == >

K= = = = =]
P p—

Electrochemical and Energy Calculations Module
(Spreadsheet block in HYSYS)

Figure 1. Schematic of integration of the internal reforming reaction modules and the fuel cell
reactor module.

The reactions taking place in the reaction modules, shown in Figure 1, are as follows. Two parallel
reactions take place in the internal reforming module (PFR) including MSR and WGS, presented by
Equations (1) and (2), respectively:

CH, + H,O = CO + 3H, )

CO + H,O=CO, + Hp 2)
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Two parallel electrochemical reactions take place in the fuel cell reactor module (conversion
reactor). The main reaction is hydrogen oxidation (Equation (3)) that may occur with the CO oxidation

(Equation (4)), simultaneously.
H, + 0.50, = H,0 ®)

CO +0.50, = CO, 4)

Table 1. Modeling approach for solid oxide fuel cell (SOFC) performance approximation.

Equations/Parameters Comment
[Uf, rilpm} = Given
I = g Uf (nF)
Qutee = (I /nF) (AH") = titgyUf (AH")

_ Qelec
I (|

Constant fuel utilization.

Average current drawn based on given fuel rate and desired fuel utilization.

Heat of electrochemical reaction for given fuel consumption, calculated in the spreadsheet block.

Temperature change due to heat release from fuel oxidation.

Cxoco(l), Toco(l)
x ={H,, H,0, CO, CO,, CHy),

Open-circuit operation (OCO) composition and temperature profiles from the internal reforming
module (PFR) based on MSR and WGS reaction kinetics.

Teco(l) = Toco(l) + AT

Temperature profile for closed-circuit operation from corresponding open-circuit operation data.

Cyccoll) = f(C\.,oco(l), Uf) Closed-circuit operation (CCO) composition profiles using fuel utilization.

Current density profile estimation from temperature distribution and open-circuit hydrogen
concentration profile.

Kinetics of MSR; k, = 8542 mol/(m?bar!/?s), & = 0.85, p = —0.35, and E, = 95 kJ/mol [18].

Ieco(l) = g(cho(l)/CHz,oco(l))

"usk = koexp(~Ea/RT)(pcp,)” (pr0)"

TRWGS = . § . .
7.6 x 10* exp(~39.2/RT)pp,"*Fpco, + Kinetics of the reverse WGS reaction reported by Tingey [19].

1.2 10%3 exp(~78/RT)pr, **pco,
V=EO% —n—IRq

FOCV _ po 4 R 1Py,
= uf I\ o

The cell voltage was calculated by deducting the voltage losses from the open-circuit Nernst voltage.

Open-circuit Nernst voltage.

Overpotential losses were calculated using an empirical equation [21]; a = 4.43, y = 0.77, z = -0.15,
and E}, = 10,560 kJ/mol, determined by regression analysis of experimental measurement of cell
overpotential at various current densities and fuel utilization at the three temperatures 750, 800, and
850 °C.

The cell ohmic resistance is independent of fuel utilization as expected [21], where t. is the
electrolyte thickness (um) and A = 21,428 um/Q) and B = 7776 K are constants, with their values
determined empirically [21].

1= (1/a)IYUy* exp(Ey/RT)

Ra = (t/A)exp(B/T)

3. Results and Discussion

The base case is a system operating at 65% fuel utilization. Input parameters for the base
case simulation and also estimated results returned by the flowsheet calculations are presented in
Tables 2 and 3, respectively.

Table 2. Model input parameters for the base case simulation.

Variable Value
NG Flow Rate 5.4 SLM
Air Flow Rate 300 SLM
Air Inlet Temperature to Stack 810 °C
Fuel Utilization 65%
S/C Ratio (at reformer inlet) 2.25
Fuel Inlet Temperature to Stack 810 °C

Note: SLM—Standard litres per minute, at 0 °C, 1 atm
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Table 3. Estimated SOFC performance results.

Variable Value
Net Power 1.3 kW
Net Electrical Efficiency 38.6%
Stack Operating Current 40.7 A
Operating Voltage 0.67V
Air Utilization 11.4%
Average Stack Temperature 792.7 °C
Stack Exhaust Temperature 847.4°C
Nernst Voltage (Open-Circuit) 0.993 V
Nernst Voltage (65% Uf) 0.900 V
Overpotential Losses 0173 V
Ohmic Resistance 1.547 ohm-cm?
Methane Slip 0.0%

3.1. Distributed Profiles

A high degree of internal reforming of methane is desirable as it reduces the prereformer size/cost
and contributes to the cooling of the cell and therefore, reduces the cooling air flow requirement.
However, the internal fuel reformation process may undesirably cause higher gradients in the
distributed variables profiles. Stack operation homogeneity is of crucial importance from both
efficiency and lifetime viewpoints. Figure 2 shows when the kinetics of reforming is too rapid, the cell
temperature drops sharply near the cell inlet preventing an even distribution of current density and
temperature. The steep temperature gradient is caused by the cooling impact associated with the
endothermic steam reforming of methane on the anode. Figure 3 shows the reforming in this case is so
fast that it is completed within the first 40% of the cell. Clearly, the maximum temperature gradient
can be reduced if the sharp drop in temperature can be avoided, improving all temperature-dependent
profiles including species concentration, current density, and overpotentials distributions, all of which
have interacting effects. An effective way of achieving this objective is by using catalysts with lower
overall reforming activity in anode and/or designing an anode with progressively increasing local
activity along the cell length. A reduction of the anode activity to 1/3rd of that of the fast reforming
anode results in a relatively uniform temperature profile as shown in Figure 2.
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--m- Fast Reforming "
—e— Distributed Reforming, 1/3rd Activity
830 —— Distributed Reforming, 1/6th Activity
)
-]
@«
§ 800
o
g
E = y
ﬁ ‘\ ,I'
704 'y »
\\ ’ﬂ.‘
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740

0.00 0.01 0.02 0.03 0.04 0.05 0.06 0.07 0.08 0.09
Axial Distance (m)

Figure 2. Temperature profiles for various levels of reforming activity.
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Figure 3. Methane concentration profiles for different reforming activity.

A key technical question is whether the fuel reformation should be fully accomplished in the first
half of the cell length. If not, there are significant opportunities to design anode reforming activity
targeting a more homogenous operation. Accordingly, the objective of achieving smoother temperature
profiles in the operating cell must also be assessed from another viewpoint. The activities are compared
to the basis case activity (fast reformation). For instance, 1/3rd activity means 66% less activity (lower
rate) compared to the basis case. We have adjusted this via E (activation energy value) adjustment
in the simulations. With activities lower than the basis case, the catalyst still may offer sufficient
reformation as the methane consumption (Figure 3) and hydrogen generation profiles show. The speed
of reformation, however, is declined while it is compensated by residence time (axial length). This is
the distributed conversion in contrast to the sharp conversion seen in basis case. To further reduce the
temperature differential, an anode with a reforming activity 1/6th of that of the base case fast reforming
anode is considered. This results in a more uniform temperature profile, Figure 2, but comes at a cost
of increasing methane slip as shown in Figure 3. While a more homogenous electrochemical reactor
is achievable under distributed/progressive reforming conditions, an immediate concern relevant
to the reduced activity is the possibility of reduction in the generated current due to less local H;
availability in the first 30%—40% of the cell length. In order to assess this rigorously, the overall
current produced over the cell surface must be calculated via integration of the local currents. Since
no variation of current in cell width direction is assumed, that is a reasonable assumption for co-flow
cell, two-dimensional integration can be replaced by one dimensional integration over the cell length.
In such a case, therefore, the modeling approach proposed in this paper suffices. The surface under
current density profiles in Figure 4 compares the total current production under different reforming
approaches. Even though current production considerably drops in the cell inlet region when fast
reforming occurs, the overall current production variation for fast and slow reformation activities can
be reasonably ignored, indicating that cell efficiency will not be compromised for homogeneity.

Methane reforming profile (Figure 3) gives an indication of how the anode exhaust stream might
be post-processed. In a fast reforming method, methane is completely consumed inside the stack
leaving anode tail gas mainly including, hydrogen, CO, and a significant amount of steam. In such
a case anode gas recycling is an appropriate process strategy. For slow/distributed fuel reforming,
anode tail gas might contain some methane and less hydrogen and CO compared to the fast reforming.
This can be understood by interpretation of methane and current profiles simultaneously. As current
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generations are equal, the H, consumption in all cases are almost the same. For a given methane rate
at inlet, therefore, higher methane fraction in cell outlet indicates lower amount of hydrogen and
CO. This becomes even more considerable for an activity as low as 1/6th of the base case. Therefore,
an after-burner can be designed in the system to achieve high quality heat from the tail gas. It may be
concluded that the progressive fuel reforming offers some advantage for a CHP system in which both
high quality heat and homogenous stack performance are desirable.
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Figure 4. Current density profiles for different levels of reforming activity and Uf = 65%.

Stack exhaust temperature is reduced with progressive reforming activity compared to fast
reforming, but the stack temperature profile for most of the anode length is higher as shown in
Figure 2. While the latter is expected due to less steeper cooling along the cell, the reduction in stack
exhaust temperature can be explained from a consideration of the associated current density profile.
As shown in Figure 4, the current density profile is steepest for the fast reforming case resulting in
higher joule heating effect. A lower joule heating effect results in lower increase in temperatures for
the distributed reforming cases, to the point that the temperature at the end of the cell is lower for
distributed reforming, even though the temperatures near the inlet are higher. A more uniform current
density profile results in the case of lower reforming activity as expected which is beneficial from the
point of stress reduction.

3.2. Anode Oxidation

The SOFC anode is susceptible to oxidation by steam in the reaction mixture according to
Equation (5):
Ni+2H,0 = Ni(OH), + Hp (5)

In this paper, anode oxidation risk is determined on the basis of industrial experience [22]
with nickel-based catalysts, where it reported finding that steam-to-hydrogen ratios greater than 6-8
increases the risk of nickel oxidation in nickel-based steam reforming catalysts. Analyses, therefore,
are based on the local partial pressures as a characteristic indicator rather than estimation of rate for
reaction 5. Distributed profiles show that the risk of anode oxidation is particularly high at high fuel
utilization, where the partial pressure of steam in the reaction mixture is high, i.e., at high proo/pH2-
Anode oxidation risk profile along the length of the cell is shown in Figure 5 for 65% and 75% fuel
utilization with three levels of reforming activity. Anode oxidation risk is highest at the anode inlet
for internal reforming anodes where enough hydrogen has not been generated (Figure 6). The risk
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increases with slow reforming activity. At higher utilization, more hydrogen is utilized, further
lowering the Hy content and increasing the H,O content, thereby increasing the risk of anode oxidation
compared to lower utilization. In such a case, anode tail gas recycle may worsen the situation by
introducing more steam upstream. This is an additional reason why tail gas in the slow internal
reforming case is recommended to be burnt rather than being recycled. In general, anode gas recycling
may change the pro and pyyp balance in favour of steam.
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Figure 5. Anode oxidation risk profile for different reforming activity at 65% and 75% fuel utilization.
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Figure 6. Open-circuit hydrogen concentration profiles for different reforming activity.
3.3. Carbon Formation

Carbon formation on the SOFC anode, as a challenging issue for SOFC degradation, might occur
principally via two routes: Boudouard reaction and methane cracking. In this work, carbon formation
activity is calculated based on the thermodynamical equilibrium estimated using the local temperature
and compositions of the relevant species participating in the respective reactions. Carbon may form by
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cracking or dissociation of a methane molecule into carbon and hydrogen molecules according to the
reaction in Equation (6):
CHy = C+2H, (6)

For this reaction, the carbon activity for dissociation of a methane (a¢) can be calculated by using
Equation (7):

PcH
al = Ki—= 7)
(pre)
The Boudouard or carbon disproportionation reaction can be presented as Equation (8):
2CO = C+CO, ®)

Similar to the methane cracking, a carbon activity can be defined for Boudouard reaction (%) by
using the local concentration/partial pressure of the gases involved, as presented in Equation (9):

azﬂ, _ Kg (pco)
pco,

©)

Simulated distribution of the carbon formation risks from Boudouard reaction and methane
cracking are depicted in Figures 7 and 8, respectively. Figure 7 shows that under the operational
conditions used in this study and fuel utilization ranging from 65% to 75%, the probability of carbon
formation through Boudouard reaction is low and well below 1 regardless of the fuel reforming pattern,
i.e., fast or distributed reformation patterns. This is primarily due to the fact that this reaction is not
thermodynamically benefited by the elevated temperature specifically above 700 °C. The trend along
the anode length can be explained with respect to the CO and CO, concentrations profiles and the
anode thermal behaviour. The risk is relatively high at lower fuel utilization levels due to relatively
higher and lower levels of CO and CO,, respectively, in the anode gas mixture and also lower local
temperature, all enhancing the Boudouard reaction chance to occur. Note that according to Equation (9),
at any given temperature, the higher the ratio of (pco)z/pcoz, the higher the carbon activity. Near the
inlet, CO is low, as methane reforming has not progressed much. Further down, the ratio depends on
how much CO is formed by reforming and how much CO, is formed by WGS (Equation (2)). The WGS
equilibrium is also affected by the current draw, as the WGS equilibrium shifts to the right as more H;
are consumed by the hydrogen electrochemical oxidation reaction (Equation (3)). It will also be affected
by electrochemical oxidation of CO to CO,, but the extent of this reaction is generally small, as this
reaction is not as fast as Hy oxidation. Moreover, due to equal stoichiometry, this effect is accounted for
by the WGS equilibrium reaction (Equation (2)). As the WGS reaction generates one mole of hydrogen
per mole of CO, the electrochemical and chemical balance is unaffected whether the CO conversion is
modeled as a WGS or as electrochemical oxidation. In a recent work [23], the effect of different reaction
kinetics and equilibrium of the methane steam reforming reaction and WGS reaction were shown to
have significant effect on the concentration profiles along the cell length. Temperature change along
the cell length also affects the carbon activity as it changes the value of the equilibrium constant.

Figure 8 shows a very high risk of carbon formation by methane cracking near the anode inlet
where methane concentration is high. The risk increases for lower fuel utilization and for slower
reforming activity. The carbon formation activity is calculated based on thermodynamic equilibrium;
in practice, whether carbon will be formed will depend on the kinetics of the reactions involved.
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Figure 7. Profile of carbon formation risk from Boudouard reaction for different reforming activity at
65% and 75% fuel utilization.
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Figure 8. Profile of carbon formation risk from methane cracking for different reforming activity at 65%
and 75% fuel utilization.

4. Conclusions

A model of a SOFC cell incorporating a 1D model of the anode has been developed in Aspen
HYSYS. A salient feature of this model is its ability to predict simultaneous direct internal reforming on
the anode and electrochemical reaction with these two reactions thermally integrated. In spite of being
based on empirical correlations that makes modeling platform computationally efficient it successfully
captures the distributed variables associated with stack level performance, particularly with respect to
internal reforming kinetics and electrical performance. This has been achieved through interlinking
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of the in-built PFR module with a spreadsheet block inside the Aspen HYSYS environment. Cases
for various levels of reforming activity have been compared to demonstrate the effect and relative
advantages and disadvantages in terms of temperature and current density profiles. Two technically
challenging aspects of SOFC operation: Anode oxidation risk and carbon formation potential have been
evaluated. The methodology proposed in this paper is flexible to deploy more detailed fundamental
correlations such as explicit equations based on exchange current.
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Abstract: Directmethanol fuel cells (DMFCs) offer one of the most promising alternatives for the
replacement of fossil fuels. A DMFC that had an active Membrane Electrode Assembly (MEA) area of
45cm?, a squoval-shaped manifold hole design, and a Pt-Ru/C catalyst combination at the anode was
taken for analysis in simulation and real-time experimentation. A mathematical model was developed
using dynamic equations of a DMFC. Simulation of a DMFC model using MATLAB software was
carried out to identify the most influencing process variables, namely cell temperature, methanol flow
rate and methanol concentration during a DMFC operation. Simulation results were recorded and
analyzed. It was observed from the results that the cell temperature was the most influencing process
variable in the DMFC operation, more so than the methanol flow rate and the methanol concentration.
In the DMFC, real-time experimentation was carried out at different cell temperatures to find out
the optimum temperature at which maximum power density was obtained. The results obtained in
simulation and the experiment were compared and it was concluded that the temperature was the
most influencing process variable and 333K was the optimum operating temperature required to
achieve the most productive performance in power density of the DMFC.

Keywords: direct methanol fuel cell; methanol crossover; power density; catalyst; membrane
electrode assembly

1. Introduction

In the present juncture of the energy crisis, it has become inevitable to find alternatives for the
mainly exploited fossil fuels. Recent developments in the field of fuel cells have given encouraging
results suggesting their possible use of replacing the conventional highly polluting, less efficient
combustible engines [1,2]. In this context, the direct methanol fuel cell (DMFC) appears to be the
most promising tool to provide power to portable electronic devices. This is an electrochemical cell
that has advantages such as offering a simple and easy method to store fuel, a simple design and
green emissions. DMFC is a subcategory of a proton exchange membrane fuel cell (PEMFC) in which
methanol is used as fuel. The salient features of DMFCs are the ease of transport of methanol, low or
zero emissions, reliability in operation and utilization of methanol directly as a fuel to convert chemical
energy into electric power. These DMFCs are designed especially for portable applications, where
energy and power density are more important than efficiency [3,4]. A simple DMFC consists of a
methanol distributor, gasket, anode, membrane, cathode, and oxygen gas distributor.

Regarding the working principles of the DMFC system, methanol is oxidized to hydrogen ions
(H*) and electrons (e”) at the anode. The released electrons are transported from the anode to the
cathode through an electrical circuit where power is withdrawn, and at the same time, the hydrogen
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ions travel to the cathode through the electrolyte membrane. At the cathode, both the electrons and
hydrogen ions react with oxygen and produce water and heat [5].

Increasing demand for clean sources of energy and sustainable energy development has led
to the exploration of alternative energy. One such activity was to develop a membrane-protected
anode in a fuel cell [6]. This was conductedusingan anionic backbone of sulfonated polystyrene
block—(ethylene-ran-butylene)-block polystyrene polymer on top of an anode which was used to
increase the oxygen evolution. Another method developed to increase the enhancement of oxygen
deposition was by selective oxidation using a cation-selective polymer material such as Nafion which
improved the electrolysis and enhanced the oxygen evolution. The evolved oxygen can be used in a
DMFC wherein electricity is generated [7,8]. In a direct methanol fuel cell, a solution of methanol is
internally reformed. This is conducted with the help of a suitable catalyst, which is then oxidized at
the anode and liberates electrons and protons. Currently, the Hilbert fractal curve is used to design a
DMEFC [9]. It is a continuous space-filling curve that can be applied to grids of power. These curves are
used to study the current collectors of the direct methanol fuel cell.

Currently, nanostructured catalysts lead to enhanced efficiency, robustness, and reliability in
energy conversion and storage systems due to their unique physicochemical and electrochemical
properties [10]. Carbon nanofiber webs have beenused as a porous methanol barrier to reduce the
effect of methanol crossover in DMFCs. They have enhanced the cell performance at low methanol
concentrations due to their balanced effect on reactant and product management, with an increase in
peak power density compared to the conventional DMFC [11]. A mathematical model was developed
and validated in realtime, to study the transient temperature distribution across a DMFC. The model
was used to study temperature distribution across passive and active DMFCs as a function of process
parameters and performance parameters [12].

Advanced control strategies based on methanol concentration were designed and implemented to
increase the efficiency of a DMFC. This method is more efficient than performing several modifications
to system layouts and operating strategies [13]. In addition to the control of an integrated fuel
processing system, the fuel cell system in a DMFC provides efficient fuel cell operation and sustainable
power source for various utilities [14].

In this study, a small DMFC with a 45 cm?sizedmembrane electrode assembly (MEA) was
fabricated, and the effects of cell temperature on the DMFC performance were studied in simulation
and in realtime.

2. Materials and Methods

2.1. Model-Based Simulation

Design of fuel cells does not necessarily mean higher efficiency. Improvement of fuel cell efficiency
is much dependent on the modelling and control operations [15,16]. A Laplace domain model of a
DMEFC was developed using six different first-order equations which represented the DMFC operation
(Table 1, Table 2). These equations were obtained from the material balances, potential balance against
the anode and the cathode, coverage of species on the catalyst surface, and cell current. Aqueous
methanol in the feed channel was considered to be in direct contact with the catalytic layer. Using
the mathematical modelling equations of a DMFC, the MATLAB program was written with the
s-function technique.

84



Processes 2020, 8, 353

Table 1. Equation for the variation of Ccpyzopy and theanode/cathode overpotential.

S.No. Variation of Ccysoyg and The Anode/Cathode Over Potential
! dCC:tSOH B %(CEHgoH B CCHaoH) B %NCPBOH B AT/srl
2 B — L (i~ F(3r1 +312))
3 W = & (=icar ~ 6F(r5 + Nemon))

Table 2. Equation for coverage of adsorbed species at the anode.

S.No. Coverage of Adsorbed Species at Anode
1 dPtS;tCOH _ ﬁ(rl ~13)
2 Beon — L (3r2-2r3-r4)
3 dPtB—ﬂ%OOH _ %Cz (13— r4)

This program is used to compute the DMFC output voltage based on the derived anode
overpotential, cathode overpotential, and the cell current as given below:
a
U=Uo—na+ nc - 77 ica M

The output voltage U has been influenced by three variables, namely, the flow rate of methanol,
the concentration of methanol, and the cell temperature. Among these variables, it was necessary to
investigate which variable had a larger influence on the output voltage [17]. The developed model was
simulated using MATLAB software (Figure 1). The influence of the above three variables over the
DMEC output voltage was recorded and analyzed.

2.2. Real-Time Experimentation

In this research work, a single DMFC system was designed with a 45 cm? active cross-sectional
area (Figure 2). The cell was molded into a frame of a fiber-reinforced Teflon-coated jacket and was
kept between two graphite blocks. Flow grooves for methanol and oxygen flow were provided in this
system. The flow field comprised a series of 25 parallel channels with a 2 mm depth, a 1 mm wide rib
and a 1 mm groove [18]. A provision for the tapping current and voltage measurement was provided.
Electrical plate type heaters were placed behind each of the graphite blocks to heat the cell for achieving
the desired operating temperature. Methanol solution was circulated with the peristaltic pump.
Oxygen was supplied with 2 atm pressure. Catalysts of Pt-Ru/C and Pt/C were loaded at concentrations
of 2 mg/crn2 at anode and cathode, respectively. Nafion 117, a polymer electrolyte membrane, was
used in MEA preparations. It has a high protonic conductivity, zero electronic conductivity, excellent
mechanical stability, and low resistance. This polymer electrolyte membrane also acts as a separator
between the anode and the cathode. A graphite plate is commonly used as reactant distributor cum
current collector [19,20]. The reactions involved in the DMFC operation were as follows:

Anode reaction : CH30H + H,O — CO2 +6H" + 6e~
Cathodereaction : 3/20, + 6HT + 6et — 3H,0
Opverallreaction : CH30H + 3/20, — CO; + 2H,0
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Figure 1. Real-time experimental setup of the direct-methanol fuel cell (DMFC) system.
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Figure 2. Schematic diagram of the direct methanol fuel cell system.

3. Results and Discussion

3.1. Model-Based Simulation

A program written in MATLAB with the mathematical modelling equations of the DMFC was
simulated as discussed in Section 2.1. In order to find out the most influencing variable of the DMFC,
the analysis was carried out for cell temperature, methanol flow rate, and methanol concentration.
During the simulation, the effect of different operating temperatures between 303 K and 343 K, different
methanol flow rates in the ranges of 0.25 CCM to 2 CCM and different methanol concentrations in the
ranges of 0.25 M to 2 M were recorded. The results obtained are plotted in Figures 3-5.

It was also observed from Figures 3 and 4 that the DMFC output voltage increased the methanol
flow rate by up to 1 CCM and increased the 1M methanol concentration, thereafter, (i.e., greater than
1CCM methanol flow rate and higher than 1M methanol concentration) DMFC output voltage did not
vary significantly and remained constant due to the methanol crossover to cathode. It was also observed
from Figure 5 that the output voltage of the DMFC increased linearly with an increase in temperature
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up to 333 K and decreased beyond that due to the dry-out effect in the cell. From the dynamic studies,
it is clear that the temperature is the most influencing variable on the output voltage of DMFC. Hence,
this working temperature was selected as a manipulated variable for further investigation.

Step response analysis was carried out in simulation to validate the developed mathematical
model and its behavior. Step input changes were given at the operating temperatures of 313 K, 323 K,
and 333 K (25%, 50%, 75% of the cell temperature) with + 10% and + 15%. Step response of the
system at 25% of the cell temperature for a step change of + 10%, and a step change of + 15% of cell
temperature were observed and are given in Figure 6. Similar runswere conducted at 50% of the cell
temperature and 75% of cell temperature and are recorded in Figures 7 and 8, respectively. From
the step response curves, it was concluded that the developed model was behaving linearly in these
operating temperatures.
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Figure 3. Effect of methanol flowrate.
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Figure 4. Effect of methanol concentration.

87



Processes 2020, 8, 353

550 T T T T

525 -

o
8

475 - :

Cell Violtage (mV)
:
]

426 <

400 T T T T
290 300 310 320 330 340 350

Cell Temparature (K)

Figure 5. Effect of cell temperature.

56 T T T T

) - 25-40% Cell Temperature 25-35% Cell Temperature 4
55 4| —— 25-15% Cell Temperature 25-10% Cell Temperature

53-#_ g

Cell Voltage (%)

52 <

51 4

L) T T T T T T T T
[+] 50 100 150 200 250 300 350 400 450 500
Time (s)

Figure 6. Step response of DMFC at 25% ofthe operating temperature.
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Figure 7. Step response of DMFC at 50% of the operating temperature.
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Figure 8. Step response of DMFC at 75% of the operating temperature.

3.2. Real-Time Experimentation

Experimentation of the squoval-shaped manifold holedesign(SSMHD)-based DMFC was carried
out with a Pt-Ru/C catalyst combination in order to determine the optimum operating temperature
(Tcen) of the DMFC with a methanol concentration of 1 M and a methanol flow rate of 1 mL/min.
The output voltage of DMFC for a defined current was measured using an electronic load bank and
the performance of DMFC was analyzed. Voltage and power density obtained during the run of the
experiment against current density were plotted (I-V Curve and I-P Curve) and are shown in Figures 9

and 10, respectively.
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Figure 9. Ccpyzom: Steady-state current density—voltage curve.
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Figure 10. Ccpysom: Steady-state current density—power density curve.

It was observed from Figures 9 and 10 that an increase in the DMFC temperature from 303 K (30°C)
to 333 K (60°C) led to an increase in DMFC performance, butfor a further increase in temperature
beyond its boiling point 333 K (60°C), DMFC performance was reduced due to the dry-out effect. Hence,
it is reported that 333 K (60°C) is the optimum operating temperature at which a maximum power
density of 57.6 mW/cm? was obtained for a squoval-shaped manifold design (SSMD)-incorporated
direct methanol fuel cell. In addition to the studies on temperature, the durability of a DMFC at
different load currents, namely 2A, 4A, 6A, and 10A, was also studied.Output voltages were recorded
and are shown in Figure 11. It was confirmed by the consistent, steady output that the SSMD-based
DMEC was durable at the optimized operating conditions, namely a DMFC temperature of 333 K, a
methanol concentration of 1 M, and a methanol flow rate of 1 mL/min.
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Figure 11. Durability test on a squoval-shaped manifold hole design-based DMFC.

4. Conclusions

A direct methanol fuel cell (DMFC) is a particular type of fuel cell that has its own merits. In this
work, a direct methanol fuel cell with a 45 cm? activation area in the MEA, and a Pt-Ru/C catalyst
at the anode was fabricated and tested with the squoval-shaped manifold hole design-incorporated
DMEFC work station available in the laboratory. Performance of the DMFC was evaluated with different
operating parameters, namely cell temperature, methanol flow rate, and methanol concentration
in simulation. From the simulation results, it was concluded that cell temperature was the most

90



Processes 2020, 8, 353

influencing process variable. From the results, the optimum temperature (Tcey1) of the DMFC operation
was identified as 333 K. Real-time experimentation was carried out with different cell temperatures,
and the results were recorded. It was observed from the experimental data that the maximum power
density of 57.6 mW/cm? at 288 mA/cm? was achieved with the said operating temperature of 333 K.
With this operating temperature, the durability of the DMFC was also verified at different load currents
and found to be durable.
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Abstract: Measurements of pressure drop during experiments with fan-induced air flow in the
open-cathode proton exchange membrane fuel cells (PEMFCs) show that flow friction in its
open-cathode side follows logarithmic law similar to Colebrook’s model for flow through pipes.
The stable symbolic regression model for both laminar and turbulent flow presented in this article
correlates air flow and pressure drop as a function of the variable flow friction factor which further
depends on the Reynolds number and the virtual roughness. To follow the measured data, virtual
inner roughness related to the mesh of conduits of fuel cell used in the mentioned experiment is
0.03086, whereas for pipes, real physical roughness of their inner pipe surface goes practically from
0 to 0.05. Numerical experiments indicate that the novel approximation of the Wright-w function
reduced the computational time from half of a minute to fragments of a second. The relative error of
the estimated friction flow factor is less than 0.5%.

Keywords: Colebrook equation; fuel cells; flow friction factor; open-cathode; pressure drop;
symbolic regression; numerically stabile solution; roughness

1. Introduction

Flow friction is a complicated physical phenomenon and it is not constant but depends on flow
rate and pressure drop. Because of its complexity, equations which describe the flow friction are mostly
empirical [1]. The most used empirical formulation for turbulent pipe flow is given by Colebrook’s
equation [2]. Here we will evaluate flow friction factor caused by air flow in the cathodic side of the
observed PEMFCsand we will provide accurate and consistent solution.

1.1. Colebrook Equation for Pipe Flow Friction

The standard Colebrook’s friction equation for turbulent pipe flow [2]; Equation (1), follows
logarithmic law and is based on an experiment performed by Colebrook and White in the 1930s [3],
while its graphical interpretation was given by Moody in 1944 [4].

1 251 1 €(p)

=-2logo| 5——=+ 757
/\T( RE(p) /\T(p) 371

)

p)

where:

Ar(p)—turbulent Darcy flow friction factor for pipes (dimensionless)

P
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Re(,)—Reynolds number (dimensionless)—the same definition as for fuel cells

¢(p—relative roughness of inner pipe surface (dimensionless)

log1p—logarithmic function with base 10

p—index related to pipes

In Moody’s diagram, for the turbulent regime the Reynolds number Re(,,) goes from around 2320
to 10% while the relative roughness of inner pipe surface €(p) from 0 for smooth surfaces to about
0.05 for very rough surfaces (on the other hand, flow friction for laminar regime for pipe flow A,
does not depend of roughness €(p) while the Reynolds number Re<p) goes from 0 to around 2320;
the formula for laminar Darcy flow friction factor for pipe flow, Ay, = 64/Re(y) is not empirical but
theoretically founded).

Colebrook and White experimented with airflow through pipes of different roughness of inner
surface [3]. They used a set of pipes from which one left with a smooth inner surface, while others
were covered with sand of different size of grains. For each pipe, one uniform grain size with glue as
adhesive material was used. Thus, the pipes in the experiment were gradually smooth to the fully
rough. The experiment revealed that the turbulent flow friction depends on the Reynolds number Re,)
and on the relative roughness of inner pipe surface ¢(,). As can be seen from the Moody diagram [4],
for the same values of the Reynolds number Re(,) the turbulent flow friction factor A, is higher in
the pipes with higher relative roughness ¢(,), where subsequently for the same flow, the corresponding
pressure drop is higher, too.

The Colebrook equation is implicitly given in respect to the unknown turbulent flow friction
factor AT(p) and it can be rearranged in explicit form only in terms of Lambert W-function [5] or its
cognate Wright w-function, and even then further evaluation can be only approximated. Very accurate
approximate formulas for the Colebrook equation for pipe flow based on the Wright w-function are
available [6,7].

1.2. Modified Colebrook Equation for Flow Friction

The Colebrook equation is empirical [3] and therefore possible modifications based on different
conditions of flow can be done. We will evaluate here a modification for fuel cells [8,9]. Further,
for example, US Bureau of Mines published a report in 1956 [10] that introduced a modified form of
the Colebrook equation for gas flow where coefficient 2.51 was replaced with 2.825. Also, very recent
modifications of a variety of empirical equations for pipe flow are available [11]. Here we analyze
one modification for air flow friction in the open-cathode side of the observed type of PEMFCs [8],
and subsequently, we give a stable and computationally efficient explicit solution which is valid in this
case. Analogous analyses can be done for air flow for cooling of electronic products from hand-held
devices to supercomputers [12,13]. Here we discuss the only influence of hydraulic effects of flow
through the open-cathode conduits of fuel cells while available literature [14-21] should be consulted
for thermodynamic aspects.

The Colebrook equation can be rearranged following data obtained from the experiment by
Barreras et al. with fuel cells [8]. Based on this data and following analogy with pipe flow, it is
estimated that virtual roughness is fixed by value ¢rc) = 0.03086. Therefore, the Colebrook equation
can be rewritten for the observed fuel cell as Equation (2). We will further analyze this equation to
provide its stable numerical solution. The value of virtual roughness &) = 0.03086 is from [9].

1 65.6 1 E(FC)
= —10-log,, Re + ¢ 2)

141
Ar(ec) (FQ - JAr(ec) 0141559
where:

Ar(rcy—turbulent Darcy flow friction factor for fuel cells (dimensionless)
Re(rcy—Reynolds number (dimensionless)—the same definition as for pipes
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€(FC) —virtual relative roughness of fuel cell (dimensionless)
log10—logarithmic function with base 10
FC—index related to Fuel Cells

2. Proposed Model

Proton exchange membrane fuel cells (PEMFCs) transform chemical energy from electrochemical
reaction of hydrogen and oxygen to electrical energy [22-25]. Here we analyze fan-induced air-forced
flow, based on data from the experiment with pressure drop in the cathode side of air-forced
open-cathode PEMFCs by Barreras et al. [8]. Their experiment with fuel cells can be compared with
the experiment performed by Colebrook and White with air flow through pipes [3]. Barreras et al. [8]
use three different cathode configurations with aspect ratios /1/H from 0.83 to 2.5 to form a mesh of
cathodic channels to supply the fuel cell with enough air for cooling and with oxygen for a chemical
reaction (roughness is real physical characteristic of pipe surface [26], but not of cathodic channels of
fuel cells in terms of hydraulic performances).

Value of the Reynolds number Re(rc) during the experiment was from 45 to 4000, while as
a difference from pipes, during flow through the observed fuel cell, the transition from laminar to
turbulent flow occurred around Re(c) = 500. In our numerical experiments, we use Re(rc) between
50 and 4100.

As already mentioned, the original Colebrook equation is valid for turbulent flow of air, water,
or natural gas through pipes. On the other hand, for laminar flow, /\L(p) =64/ Re(p) is used whereas
the transition from laminar to turbulent flow is around Re(,) ~ 2320. This transitional border at the
Moody’s plot [4] is sharp where the equivalent sharp transition from laminar to turbulent flow for the
observed fuel cell starts at around Re(FC) ~ 500, as explained in [8]. Therefore, for airflow through the
cathode side of the observed fuel cells, the flow friction factor Ay ¢ consists of two clearly defined
types of flow:

1. laminar flow Ap(rc) that depends both on the Reynolds number Re(rc) and on the geometry
of conduits; height & and width H of the mesh of conduits that forms a mesh of cathodic air
channels, and

2. turbulent flow Ar(gc) is solely the function of the Reynolds number Re(rc) for the case from the
experiment of Barreras et al. [8] (in general also on virtual roughness [9], which is in this case
€(pcy = 0.03086).

For solving implicitly given equations, instead of iterative procedures [27,28], appropriate explicit
approximations which are accurate but also computationally efficient can be used (review of appropriate
explicit approximations for pipe flow friction is available in [29]). A computationally efficient and
stabile unified equation for the observed type of fuel cells which is valid both for laminar and turbulent
regime will be given in this article [30].

2.1. Turbulent Flow

In case of turbulent airflow during experiments with open-cathode PEMFCs, measurements show
that pressure drop during turbulent flow at its cathode side follows logarithmic law, which form
is comparable to the Colebrook’s flow friction equation for pipe flow, but with different numerical
values [8]. The flow friction related to air flow is given by Equation (3):

L 0dog [ 20 L L oos 3)

Ar(rc) Re(re) Ar(Ec)

where:
Ar(rcy—turbulent Darcy flow friction factor for fuel cells (dimensionless)
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Re(rcy—Reynolds number (dimensionless) — the same definition as for pipes

log10—logarithmic function with base 10

FC—index related to Fuel Cells

During turbulent flow, numerical values for the flow friction factor in pipe and fuel cells are
different and that difference can go up to 60%. To make a direct connection between Equation (1) for
pipe flow and Equation (3) for the observed fuel cell, Equation (4) can be used [25]:

1 -~ 2.51 1 €(FC)
= -14.17 + 5 -2-logo| 57— Res 371

Ar(ec) (F ) Ar(rc)

*)

where:

At(rc)—turbulent Darcy flow friction factor for fuel cells (dimensionless)

Re(rcy—Reynolds number (dimensionless)—the same definition as for pipes

¢(pc)—virtual relative roughness of fuel cell (dimensionless)

log1p—logarithmic function with base 10

FC—index related to Fuel Cells

For Equation (4), virtual roughness can be recalculated based on the Colebrook equation as
€(rc) = 0.03086 for the observed fuel cell in the experiment [8]. This fuel cell was tested with three
different cathode configurations [8]. As noted in [31], this roughness €(rc) isnota real measurable
physical characteristic of the surface of the used material for conduits (on the contrary for pipes ¢,
can be measured or at least estimated accurately [32-37]).

Both, Equations (3) and (4) are numerically unstable for Re(rcy < 575, which can be a critical
problem knowing that turbulent zone starts for Re(rc) > 500. However, the novel solution proposed in
this article is numerically stable.

Generally, implicitly given equations can be transformed in explicit form through the Lambert
W-function [38,39]. The Lambert W-function [5] is defined as the multivalued function W that
satisfies z = " (2).W(z). However, such transformation for the Colebrook equation for pipes contains
a fast-growing term e* and because of that, overflow error in computers is possible [40,41]. Happily,
results with fuel cells show that the solution is not in the zone where ¢ is too big to be stored in
registers of computers. The model for fuel cells is given in Equation (5), while the related model for
pipe flow friction model can be seen in [42].

1 o)) _ Rero) Ere)
s~ F0r W( )~ T Fwo
( ) _Rere)  ere)
b(rc) o) bro) C(ko) 5)
(FQ ln(lO)
b(FC) - 656

fr0) —

where:
At(rc)—turbulent Darcy flow friction factor for fuel cells (dimensionless)
Re(rcy—Reynolds number (dimensionless)—the same definition as for pipes
¢(pc)—virtual relative roughness of fuel cell (dimensionless)
a(rc), U(rc), ¢(rcy—constants
x(pc)—Variable
logi0—logarithmic function with base 10
In—natural logarithm
e—exponential function
W—Lambert function
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FC—index related to Fuel Cells

The parameter c(rc) for fuel cell is ¢(pc) = 0.14155%.

After procedures from [6,7,43], the following form for fuel cells expressed through the Lambert
W-function and its cognate Wright w-function is given in Equation (6):

1 _ _10 o
Arec)  In(10) ‘[Zn(A(FC)) + W(e'F9) — X(rc) ]
1 _ 1 . B
AT(FC) B % [B(FC) + w(x(FC)) X(Fc) ]
(FC) + 0218 "
Ber Fcz = l” Re(rc)) —5.652138
Re(rc)(Fc) “(FC) Re(pc)
- 656 — 2849
ﬂ(FC) = ( 0y~ ~ 4.343

where:

Ar(rc)—turbulent Darcy flow friction factor for fuel cells (dimensionless)

Re(pcy—Reynolds number (dimensionless)—the same definition as for pipes

a(pc)—constant

x(rc), B(rc), B(rc)—variable

In—natural logarithm

W—Lambert function

w—Wright function

FC—index related to Fuel Cells

However, symbolic regression applied on the explicit formulation, Equation (6), which involves
W(e») — Xp) = a)(x(p)) — X(p) gives very simple, but still accurate results in case of pipe
flow [6,7] ([44,45] confirm these results), but unfortunately these analytical formulas, which are
optimized for pipes, cannot be directly applied on the fuel cell equation. Fortunately, symbolic
regression gives also very promising results for fuel cells as given in Equation (7):
W(e ) = x(pc) = w(x(pc)) = X(kc) ~ 26.723 ~3.6795 @)

E(FC)

Re(
In (2849 )+0218 arg +6.2611

where:

Re(rcy—Reynolds number (dimensionless)—the same definition as for pipes

x(pc)—Variable

In—natural logarithm

W—Lambert function

w—Wright function

FC—index related to Fuel Cells

To avoid repetitive computations, parameters A rc) and B(rc) are introduced, in Equation (8).
Both symbolic regression analyses were performed in Eureqa, a commercial software tool,
which automates the process of model building and interpretation [46,47].

_ 26723
= 4'343'(B(FC> T Bq 702184 po 762611 ~ 3‘6795)

Re(rcy 8
A(re) = Bi9 ®

B(kc) = In(Brc)

AT(FC)

where:
Ar(rc)—turbulent Darcy flow friction factor for fuel cells (dimensionless)
Re(rcy—Reynolds number (dimensionless)—the same definition as for pipes
A(rc), B(pc)—variable
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In—natural logarithm
FC—index related to Fuel Cells

2.2. Unified Model

Although the expression for laminar flow through pipes is Ap(,) = 64/Re(y), for fuel cells it is
different, as given in Equation (9) [8]:

38914 50.66-¢#" o)
L(FC) = —Re(FC)
where:
Ap(rcy—laminar Darcy flow friction factor for fuel cells (dimensionless)

%—channel depth/channel width used only in laminar flow (dimensionless)

e—exponential function

FC—index related to Fuel Cells

Values of 1/ H are from 0.83 to 2.5.

The experiment [8] shows that air flow through the cathode side of air-forced open-cathode
PEMFCs are (1) laminar for the lower values of the Reynolds number, Re(rc) < 500 and (2) turbulent for
the higher values, 500 < Re(r¢) < 4000, where the Reynolds number is in hydraulics a very well-known
dimensionless parameter that is used as a criterion for foreseeing flow patterns in a fluid’s behavior
(defined in the same way for air flow through pipes and here discussed air flow through fuel cells).
The dimensionless Darcy’s unified flow friction factor A( FC) is the function of the switching function
v, the laminar flow friction Ay ¢, and the turbulent flow friction A7(rc). The unified coherent flow
friction model that covers both laminar and turbulent zones is set by Equation (10) [30]:

Arey = yAreey + (1= y)Arre) (10)

where:
A(rcy—unified Darcy flow friction factor for fuel cells (dimensionless)
Ar(rc)—turbulent Darcy flow friction factor for fuel cells (dimensionless)
Ap(rcy—laminar Darcy flow friction factor for fuel cells (dimensionless)
y—switching function
FC—index related to Fuel Cells
The novel switching function y is given in Equation (11):

Re(FC)

Y= s Re
Re(re) + SBRe(rc)

an

where:

Re(pcy—Reynolds number (dimensionless)—the same definition as for pipes

y—switching function

e—exponential function

FC—index related to Fuel Cells

The switching function was obtained by symbolic regression using HeuristicLab [47] and it is
given in Figure 1.
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Figure 1. Switching function given in Equation (11).

The laminar flow friction Ap(rc) depends on the Reynolds number Re rc), but also on geometry of
conduits, while the turbulent flow friction Ay(rc) depends only on the Reynolds number Re(rc). In the
case of fuel cells, both coefficients are empirical. In addition, the switching function y contains the
exponential function, (the similar situation is for calculation of A (rc) as already explained).

To avoid numerical instability, it is recommended to use the explicit approximation which gives
the following unified formula in Equation (12).

Ay = yAreey + (1= y)Arre)
_ 589145066 T

AL(re) Reire)
1 26.723
— 4343(Bpc) + =275 — 3.6795)
Xr(eo) (FC) +,{Z(FC) +6.2611 )
_ Q)

A(re) = w19
B(rc) = In(rc))
x(FC) = B(FC) + 0'218’A(FC)
RE(FC)

= RE(FC) +e558—Re(FC)

where:

A(rc)—unified Darcy flow friction factor for fuel cells (dimensionless)

At(rcy—turbulent Darcy flow friction factor for fuel cells (dimensionless)

Ap(rcy—laminar Darcy flow friction factor for fuel cells (dimensionless)

Re(rcy—Reynolds number (dimensionless)—the same definition as for pipes

%—channel depth/channel width used only in laminar flow (dimensionless)

x(FC)/ A(FC)’ B(FC)—Variables

y—switching function

e—exponential function

In—natural logarithm

FC—index related to Fuel Cells

For 216 = 65536 Sobol Quasi Monte-Carlo pairs [48], which cover Regc = 504100 and for 1/ H from
0.83 to 2.45, the maximal relative error of the final calculated flow friction factor Arc using Equation
(12) is 0.46% compared with the original Equation (2). The accuracy and speed of execution are tested
through the code given in the next section.

3. Software Code and Measurement of Execution Speed

The unified equation for laminar and turbulent fan-induced air flow through open-cathode side of
the observed PEMFCs is given in Equation (12), where the algorithm from Figure 2 should be followed.
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h
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%

Figure 2. Algorithm for solving Equation (12).

The turbulent flow friction Ar(rc) ~ LT (with the intermediate step through 1/ MT(FC) ~ LT)

can be expressed wusing “wrightOmega” function as LT = (B + wrightOmega(x)—x)/a,
but it can be executed faster wusing approximation as given in Equation (8),
as LT = 4.343 = (b +26.723./(b + 0.218 xa + 6.2611) — 3.6795). ~ The MATLAB code also works
in GNU Octave, but it can be easily translated in any programming language. The final unified fuel
cell model given by Equation (12) is coded in MATLAB as:

function L = PEMFCs(R, h)

a = log(10)/10;

d=R=*a/65.6;

B = log(d);
x=B+0218+*d;
LT = 4.343 + (B + 26.723./ (x + 6.2611) — 3.6795);
LT =1./LT?2;
LL = (58.91 + 50.66 * exp(~3.4  1))./R;

y=R./(R+exp(558 —R));
L=y.+LT+(1-y).«LL;

in this code:

Output parameters of the function:

-flow friction factor A(rc is given as L

Input parameters of the function:

-Reynolds number Re(rc) is given as R (from the interval 50 < Re(r¢) < 4100)

-channel depth/channel width 1 /H is given as h (from 0.83 to 2.5)

In MATLAB, symbol log() denotes the natural logarithm.

Implicitly given equations can be solved using iterative procedures [49,50], but also using
appropriate accurate but also computationally efficient explicit approximations especially developed
for the observed purpose. Our numerical results show that the computationally efficient approximation
does not contain the time-consuming evaluation of the Wright w-function [6,7], but simple polynomials
found by symbolic regression [51], which can be easily evaluated on computers. It is because simple
functions such as +, —, * and / are executed directly in the CPU and hence they are very fast [43].

Using 21® = 65536 Sobol Quasi Monte-Carlo pairs [48], which cover Re(rcy = 50-4100 and for h/H
from 0.83 to 2.45, the evaluation of the MATLAB built-in “wrightOmega” function required 30.9 s,
while our novel approximation required only 0.0022 s (our approximation is around fourteen thousand
times faster). Consequently, numerical tests show that the novel approximation presented here is very
suitable for modeling of fan-induced flow friction in a mesh with virtual roughness for air-forced flow
in the open-cathode PEMEFCs, as it is very fast and still very accurate.
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4. Conclusions

This paper gives a novel numerically stable explicit solution for flow friction during airflow in
cathode side of open-cathode PEMFCs. Symbolic regression is successfully used for obtaining a cheap
but still accurate approximation of the Wright-w function for fuel cells-based explicit friction model
and also for approximations of the switching function, which is needed for the unified formulation of
fuel cell friction model. Numerical experiments indicate that the novel approximation of the Wright-w
function reduced the computational time from half of a minute to fragments of a second. The relative
error of the estimated friction flow factor is less than 0.5%.

In future research, further analyses and experiments are foreseen to show if and how this value
of the virtual roughness ¢ rc) of fan-induced friction in a mesh of conduits for air-forced flow in the
open-cathode PEMFCs can be changed and how it depends on fuel cells parameters (type of fuel
cells, size, geometry of channels, etc.). The study should be extended to cover other types of fuel cell,
to include water and heat management, etc. [52-60].
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Notations

The following symbols are used in this article:

For pipes:

A1(p) turbulent Darcy flow friction factor for pipes (dimensionless)

ALp) turbulent Darcy flow friction factor for pipes (dimensionless)

Re(,) Reynolds number (dimensionless)—the same definition as for fuel cells
£(p) relative roughness of inner pipe surface (dimensionless)

4 index related to pipes

For Fuel Cells:

A(rc) unified Darcy flow friction factor for fuel cells (dimensionless)
A1(Fc) turbulent Darcy flow friction factor for fuel cells (dimensionless)
AL(EC) laminar Darcy flow friction factor for fuel cells (dimensionless)
Re(gc) Reynolds number (dimensionless)—the same definition as for pipes
€(FC) virtual relative roughness of fuel cell (dimensionless)

bt channel depth/channel width used only in laminar flow (dimensionless)
x(rc), D(rc)s Bire) variables

acecy, biec), ¢(rc) constants

FC index related to Fuel Cells

Functions:

log10 logarithmic function with base 10

In natural logarithm

e exponential function

w Lambert function

) Wright function

y switching function
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Abstract: With the rapid increase in production of lithium-ion batteries (LIBs) and environmental
issues arising around the world, cathode materials, as the key component of all LIBs, especially
need to be environmentally sustainable. However, a variety of life cycle assessment (LCA) methods
increase the difficulty of environmental sustainability assessment. Three authoritative LCAs, IMPACT
2002+, Eco-indicator 99(EI-99), and ReCiPe, are used to assess three traditional marketization cathode
materials, compared with a new cathode model, FeF3(H,O)3/C. They all show that four cathode
models are ranked by a descending sequence of environmental sustainable potential: FeF3(H,0)3/C,
LiFep9sMng 0 PO4/C, LiFePO,4/C, and LiCoO,/C in total values. Human health is a common issue
regarding these four cathode materials. Lithium is the main contributor to the environmental impact
of the latter three cathode materials. At the midpoint level in different LCAs, the toxicity and land
issues for LiCoO, /C, the non-renewable resource consumption for LiFePOy, /C, the metal resource
consumption for LiFep 9ggsMng 02PO4/C, and the mineral refinement for FeF3(H,0)3/C show relatively
low environmental sustainability. Three LCAs have little influence on total endpoint and element
contribution values. However, at the midpoint level, the indicator with the lowest environmental
sustainability for the same cathode materials is different in different methodologies.

Keywords: LIBs; environmental sustainability; cathode material; LCA

1. Introduction

With the expansion of the LIBs market, new cathode materials are constantly being developed [1].
In terms of weight fraction and cost, the cathode part for LIB is the most significant sector [2].
However, long-standing effort has been devoted to the development of high energy density and
capability cathode materials [3], meeting the demand of electric vehicles, power tools, and large
electric power storage units [4]. In fact, with the increase in energy density and capacity, many trace
LIBs have an increasing impact on the environment [5]. Meanwhile, modern society must overcome
many difficulties, such as obtaining natural resources and protecting the natural environment [4].
Before we commercialize a new cathode model, its environmental cost should be considered.
Andersson confirmed the feasibility of environmental sustainability assessment in LCA for product
development [6]. Numerous studies have quantified the impact of different types of LIB on
the production process in its lifecycle [7]. Slowly, LCA is becoming more commonly used as a
standardized method to determine the impact of a product or service on the environment throughout
its whole life [8].

Although many new cathode models are being researched, the introduction of LiCoO,/C has
enabled the commercialization of the first LIB [2]. LIBs have been available on the market from Sony
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Corp. since the early 1990s, and LiCoO,/C has become the leading LIB system [9]. LiFePO,/C stands
as a competitive candidate cathode material for the next generation of a green and sustainable LIB
system due to its long life span, abundant resources, low toxicity, and high thermal stability [10].
Meanwhile, the LiFep9gMng 2PO4/C, as an improved cathode material for LiFePO4/C [11], also
shows promising development potential. As Zeng [12] confirmed, the electrochemical performance
of LiFePO,4/C was remarkably improved by a slight manganese substitution, creating the general
formula LiFexMn;_xPO,4/C [13]. However, most commercial cathode materials are LiCoO, /C, whose
actual capacity is 140-155 mAhg*I, while LiFePO,/C or LiFep9gMng g2PO4/C’s theoretical capacity is
only 170 mAhg*], so LIBs urgently need a new cathode model, like FeF3(H,0)3/C [14].

We can see that electrochemical properties [15,16] have been the driving force for the development
of different cathode materials. Many new studies have focused on electrochemical properties.
However, due to the increasing prevalence of different cathode materials in electronic equipment
and vehicles, their impact on the environment also needs to be considered [17]. Peters summarized
the reviewed studies, focusing on energy demand and warming gas emissions for LiCoO,/C and
LiFePO,/C [7]. Wang [18] evaluated the LIB with lithium-rich materials used in an electric vehicle
throughout the life cycle of the battery. Wang [19] measured the carbon footprints of three industry
lithium-ion secondary battery chains, and came to the conclusion that electric energy consumption
is the main factor of lithium ion battery production companies in generating a carbon footprint.
Liang [20] directly adopted LCA to assess the greenhouse gas emissions of LIBs. Deng [21] used
LCA to assess high capacity molybdenum disulfide LIB for electric vehicles. Zackrission [22] elevated
lithium-air batteries by LCA to quantify its climate impact, abiotic resource depletion and toxicity.
Gong [23] evaluated four cathode materials by family footprint including carbon footprint and water
footprint, and both direct and indirect water footprint [24].

In this paper, we not only pay attention to the total environmental sustainability of these
four cathode materials, as previous studies have done, but also find that different indicators damage
their environmental sustainability in different ways. Indeed, except for these common problems,
certain indicators play different roles in specific cathode materials. In addition, from the results,
we find that the different LCAs we choose have impacts on our evaluation. Based on the analysis of
the calculation in three kinds of LCA, some suggestions are put forward for different cathodes, and the
influence of different LCA is studied. There are three LCAs we chose for our study. Firstly, IMPACT
2002+ life cycle impact assessment methodology proposes a feasible implementation of a combined
midpoint/damage approach, linking all types of life cycle inventory results (elementary flows and
other interventions) via 14 midpoint categories to four damage categories, especially to human toxicity
and ecotoxicity [25]. Secondly Eco-indicator 99(EI-99) is also used, a damage-oriented method to assess
the emissions, extractions, and land use in all processes, and the damage to human health, ecosystem
quality, and resources is calculated [26] ReCiPe assesses 18 impact categories at midpoint level (ozone
depletion, human toxicity, etc.), and three endpoint categories (human health, ecosystems, resources)
at endpoint level [27]. Based on these three LCAs, we divide the results into four innovative parts:
(1) according to the total value of four different cathode materials, we have a preliminary understanding
of the environmental sustainability ranking of these four cathode materials; (2) according to the
endpoint value, we find one common environmental problem of the four cathode materials; (3) from
the midpoint value, indicators showing the best or worst environmental sustainability of four cathode
materials are summarized; (4) from the perspective of element contribution, the key elements that
have obvious influence on the environmental sustainability of these four cathode materials are found.
In fact, LiCoO, /C does not always show the lowest environmental sustainability among all indicators.
The new cathode model FeF3(H,O)3/C also shows the lowest environmental sustainability in some
respects. Although the chemical composition of LiFep gsMng 0o PO4/C is similar to that of LiFePO4/C,
the metal resource consumption for the former is far larger. Instead of focusing on the overall
environmental sustainability, we care more about these specific indicators in different LCAs.
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2. Materials and Methods

2.1. LCAs and Cathode Materials

At present, IMPACT 2002+ and EI-99 have been widely recognized in many studies used to
quantify the environmental impact of products [28]. Moreover, ReCiPe, as an improved LCA for
EI-99, can evaluate more detailed indicators [29]. These three LCA methods are selected as the
research methods. Although the results of environmental impacts are similar for equivalent categories,
the ReCiPe and IMPACT 2002+ methods provide more categories for evaluation and comparison
than EI-99 [30]. Furthermore, the assessment categories among these three LCAs are sufficient for us
to make a comprehensive comparison. For example, the water issue is only evaluated in IMPACT
2002+, and acidification issues are only considered in both IMPACT 2002+ and EI-99. Indeed, there are
many differences among these three LCAs, like the characterization of the unit and categories [31].
In addition, three cathode materials of LIB industry, LiCoO, /C, LiFePO,4/C, and LiFej 9gMn 02PO4/C,
are selected as research objects. These three cathode models are marketed and mass produced
every year. The evaluation of these major cathode materials is of great significance to the environmental
sustainability development of LIBs. Furthermore, a new cathode model, FeF3(H,0)3/C, is also
evaluated as a comparison. The discovery of its environmental advantages can provide some
enlightenment for these three market-oriented cathode models, which will help us to manufacture
environmentally friendly cathode materials. Finally, the impact of different LCAs on sustainability
assessment is also considered.

2.2. Experimental Designation

2.2.1. Scope and Function Unit

To compare the four cathode materials on the same basis, we should stipulate the scope and
function unit of these four cathode materials. We only research the environmental impact of the
cathode part. The original quality list comes from the existing literature and laboratory. After a
normalized conversion, we make the quality list meet the functional unit (1 kg), which means that the
mass of each cathode model we evaluated is equal.

2.2.2. Experimental Devices

This study is conducted by global LCA software Simapro released in 1990, and more than
80 countries have recognized its authority. Simapro allows researchers to collect, analyzes, and monitor
the sustainability performance of products and services, from extraction of raw materials to
manufacturing, distribution, use, and disposal [32]. In general, this includes (a) a user interface
for modeling the product system, (b) a life cycle unit process database, (c) an impact assessment
database with data supporting several life cycle impact assessment methodologies, and (d) a calculator
that combines numbers from the databases in accordance with the modeling of the product system in
the user interface [33].

2.2.3. Experimental Process

We researched these four cathodes at a deeper level. Of course, the total value of environmental
sustainability for these four cathodes is shown in three LCAs. However, we also looked at endpoint
values and midpoint values. In short, the lower the value is, the better the environmental sustainability.
Finally, the element contribution proportion to endpoint and total values is calculated.

(1) Simulated Assembly

To meet the requirements of functional unit (1 kg), the original data were converted into a standard
quality list. Then we assembled four complete cathode models in Simapro.

(2) Calculation
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To compare these four cathode materials, we have processed on the raw calculated data included
in Supplementary Materials (Tables S1-S3), like normalization and contribution analysis. In fact,
the data in the Supplementary Materials is calculated firstly by Simapro and all values has their own
units which undoubtedly make it more difficult to compare these cathode materials. The detailed
calculations of these four cathodes are listed as follows:

i.  we calculate the total value of the four cathode materials by the entropy method, so that it satisfies
a unit (Pt).

ii.  we calculate the values of all endpoint indicators in the unit (Pt) and calculate their contribution
to the total value.

iii. ~we calculate the values of all midpoint indicators and give the normalized values of all midpoint
indicators in this paper. Material B has been a major market cathode in recent years, especially
in the field of electric vehicles. We choose all values of midpoint indicators of material B as
baseline 1.

iv.  we calculate the contribution ratio of elements at the endpoint and the total level.

Some indicators are simplified: the total value in three LCAs, Ti(i = 1, 2, 3); the endpoint indicators
in different LCAs(IMPACT 2002+, Xm(m =1, 2, 3, 4); EI-99, Yn(n =1, 2, 3); ReCiPe, Zh(h =1, 2, 3)).
The research process is shown in Figure 1.

Choose battery cathode i H """ 17 - 1 iy
materials as study i uman heathy | .v ‘
subjects IMPACT 2002+ Ecosystem quality ! 14 Normalization analysis
I total value (T1) [ Cli 1 € midpoint
imate change L indicators
Standardization @l} Element Environmental
conversiom || 000000 T . contribution influence
Function unit (1kg) [ Humanheathy | weight anlysis
. . ! 11
(A)LiC00,/C ™1 t otal};:/lzd?lge(T”) Ecosystem quality |«— midpoint
(B)LiFePO,/C = N — indicators ’ Methodologies” influence ‘
(C)LiFeg oMo 0:PO4/C Resource consumption ‘ | m——
(D)FeF;(H,0)5/C eSS
. Human heathy A
. | | 17
ReCibe ; Ecosystem quality |<— midpoint
total value(T3) | Y q Y ] micp X
' — indicators
- Resource consumption|  —————

Total value

Element contribution

Endpoint level

Figure 1. The research process.

3. Results and Discussion

3.1. The Total Value of the Four Cathodes’” Environmental Impact

It is necessary to qualify the total environmental impact of these four cathode materials
before a deeper investigation, because all midpoint and endpoint indicators are divided from
the total environmental impact. Unlike Gong’s research on evaluating environmental, economic,
and electrochemical performance indicators by footprint family and Peters’s summary focusing on
energy demand and warming gas emissions for LiCoO,/C and LiFePO,4/C, we make a pure and
further environmental assessment for these four cathode materials, and do not consider the economic
benefits, electrochemical properties, energy demand, etc. This study aims to make a comprehensive
assessment of these four typical cathodes directly. The total values for these four cathode materials in
three LCAs are shown in Figure 2.
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Figure 2. Total values for four cathodes in three LCAs: (A) LiCoO,/C, (B) LiFePO,/C,
(C) LiFeO.gsMI‘l().gzPOAL/C, (D) Fng,(HzO)g,/C.

As Figure 2 shows, we sort the four cathode types in descending order of environmental
sustainability potential: D, C, B, and A. Although different LCAs have their own calculation standards,
the trend of these four cathodes is the same. As Gong [23] confirms, D has the best environmental
performance compared with B and C. However, the study does not explain the differences in
specific indicators between B, C, and D. More detailed indicators that are important for each of
the three cathodes are found in this study. In addition, material A is added to the study as another
major market cathode model. No matter what LCA we choose, the new cathode model D always
presents the best potential for environmental sustainability, while material A performs the worst.
The environmental sustainability of material B is close to that of material C. Methodological emphasis
on environmental assessment is only reflected in quantitative values, rather than the qualitative
environmental sustainable potential among these four cathodes.

3.2. Endpoint Level

To distinguish concrete environmental impacts of different cathode materials, we calculate all
endpoint indicators in Table 1. In any LCA, material A always has the highest endpoint value among
these four materials. D is the smallest. Except the resource consumption in ReCiPe, 0.449 Pt of
C larger than 0.393 Pt of B, other values for material B are slight larger than those for material C.
IMPACT 2002+ and EI-99 have less impact on these four cathode materials’ ranking of environmental
sustainable potential. The resource consumption value between B and C calculated by ReCiPe is
different to that calculated by the other two LCAs.

Table 1. Endpoint values for four cathodes.

Endpoint Indicator Value/Pt
A B C D
X1 2.510x10~% 1.443x10%3 1.423x10—03 0.779x1079
X2 0.966x10~9 0.093x107% 0.090x10—-03 0.068x107%
X3 1.278x10~03 0.937x10793 0.900x10—-03 0.555x10~93
X4 1.166x10% 0.988x107% 0.938x10—03 0.688x107%
Y1 1.796 1.142 1.128 0.528
Y2 0.101 0.042 0.041 0.035
Y3 0.409 0.309 0.297 0.193
71 2.697 1.875 1.784 1.747
72 0.134 0.060 0.058 0.034
Z3 0.527 0.393 0.449 0.258

Note: refer all endpoints (X1-4; Y1-2; Z1-3) to Figure 1.
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The total value consists of the values of three or four endpoint indicators. To make a more
intuitive observation, we calculated the contribution rates of different endpoint indexes to the total
value, as shown in Figure 3. In three LCAs, the maximum contribution proportion of these four
cathodes comes from human health. For material A, the contribution rate of ecosystem quality is
relatively large in IMPACT 2002+.

100%

proportion

A B c D A B c D A B c D
IMPACT 2002+ EI-99 ReCiPe
I Human health B Ecosystem quality
Resource consumption Climate change

Figure 3. Endpoint indicators’ contribution to the total value.

Obviously, in three LCAs, the environmental sustainability capacity for these four cathodes is
related to human health, which means human health is a common problem for these four cathode
materials to solve. In fact, Wanger [34] has confirmed that the effect of LIBs on human health is a
common problem for LIBs. For the cathode, the effect on human health remains a major concern.
Its existence may require a major technical improvement to overcome. For these individual problems in
different cathodes, we can learn from the strengths and weaknesses of different cathodes. For example,
material A always shows the largest environmental load in these four cathodes. Reducing its yield
or finding alternative models, elements, or mechanisms is a feasible way to reduce its impact on
ecosystem quality. As we know, IMPACT 2002+ and EI-99 have the same ranking for the environmental
sustainability among these four cathode materials. Three LCAs show that the impact on human health
is a common problem for these four cathode materials. However, in ReCiPe, material C consumes
more resources compared with B. In IMPACT 2002+, material A’s impact on ecosystem quality makes
a relative contribution to its total environmental impact.

3.3. Midpoint Level

Similarly, each endpoint indicator can be divided into a number of midpoint indicators. In order
to avoid interference from different units and magnitude, we choose all values of material B as
the benchmark and normalize all values of the other three cathode materials. These indicators
with an extreme value always show great disadvantages and advantages for different cathodes,
and these normalized values, obviously larger or less than 1, are more meaningful for individual
cathode improvement. In IMPACT 2002+, the difference values between all normalized values and
B’ normalized value (1) are shown in Figure 4. In order to consider the impact of different LCA,
we still give the unit of each midpoint indicator, reflecting their evaluation criteria. As we can see,
there are 14 midpoint indicators, each of which has a different unit of measurement. To some extent,
IMPACT 2002+ is more suitable for characterization evaluation. For example, we can use unit kg PO,
p-lim to express the land use problem. Moreover, because of the presence of phosphorus, the data are
meaningful for eutrophication.
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Figure 4. The normalized midpoint value in IMPACT 2002+.

As Figure 4 shows, when we regarded all normalized values of B as the baseline, except for
the value of ionized radiation, other normalized values of A are larger than those of B. In particular,
the eco-toxicity values of water body and surface are much larger, about 10.722 and 12.824, respectively.
The high toxicity of cobalt may be the main reason for this situation. In fact, water problems and
surface problems are difficult to completely separate, e.g., the toxicity of surface water. For water
toxicity of A, water footprint assessment [35] may be a great method to quantify its water problems
and reflect its toxicity from another perspective. For material D, except for the value for mineral
refinement, other values are less than for B. Though D shows the best environmental sustainability,
a green mineral refinement process is needed for material D. Finally, all normalized values for material
C are slightly less than those for B. Material C, as an improved cathode to B by slight manganese
substitution, has similar environmental sustainability potentiality to material B. The close element
composition between material B and C, as the common formula shows, LiFexMn;.xPO,/C (x = 0.98 in
this study), accounts for the similar environmental sustainability. IMPACT 2002+ shows a sensitive
assessment for cathode A, especially on water and surface ecotoxicity.

In EI-99, normalized values are shown in Figure 5. These indicators have the same cells separated
from the same endpoint indicators. Compared with the IMPACT 2002+, these indicators cannot reflect
specific substances due to their common units.
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Ozone depletion — 247 Land occupti
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o 61 * — Eeologiea toxicity
=1.000-0.500 0.000 0.500 1.000 1.500 2.000 2.500 =1.000:0.5000.000 0.500 1.000 1.5002.000 2.500
(¢)EI-99-Resource consumption(MJ surplus) (d)Non-renewable /renewable resource
Fossil fuels [N ﬁ& A
20.042
1.982 0938 B
Mineratresource | c
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Figure 5. The normalized midpoint value in EI-99.
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As Figure 5a—-c shows, except for the radiation value, the normalized value of A is greater than
that of B, and the respiratory inorganic matter, land occupation, and mineral resource problems of
A are obvious, at 2.286, 2.247, and 1.982, respectively. For D, its mineral resource value is far larger,
about 0.938. The ecological toxicity value is slightly larger. In addition to the mineral problems noted
in IMPACT 2002+, the ecological toxicity of material D in EI-99 also becomes a low environmental
sustainability index. Finally, all values of C are close to 1, as IMPACT 2002+ shows.

In ReCiPe, all normalized values are shown in Figure 6. The midpoint indicators in ReCiPe are
more detailed than EI-99. The unit for these indictors is different.

(a)ReCiPe-Human health(DALY) (b)ReCiPe-Ecosystem quality(species.yr)
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Figure 6. The normalized midpoint value in ReCiPe.

As Figure 6a—c shows, the normalized values of nature land transformation and urban land
occupancy for material A are far larger, at 2.975 and, 2.014 respectively. Actually, material D performs
very well on these two indicators, with —0.586 and —0.702, respectively. Land occupation is an
important part of the assessment of ecosystem quality [36]. That is a key difference between material A
and D. For material C, not all normalized values are close to B, especially metal resource consumption,
which is as high as 1.752. The method ReCiPe concentrates more on the economic costs ($) in resource
consumption [37], which means the economic cost in the slight manganese substitution process for
material B needs to be cut down. To reduce the consumption of metal resources in the manganese
substitution process must be a key issue for the development of material C. Finally, material D had low
environmental sustainability in human toxicity, freshwater toxicity, and metal consumption compared
with material B.

In addition, the problem of resource consumption deserves our attention. This endpoint in three
LCAs is divided into two common midpoints, renewable and non-renewable resource consumption.
We calculated the ratio of non-renewable resources to renewable ones. Mineral refinement in IMPACT
2002+, the mineral resource in EI-99 and the metal resource in ReCiPe are regarded as the renewable
resource consumption. Likewise, the non-renewable energy, the fossil fuels and the fuel exhaustion
are divided into the non-renewable resource consumption. The ratio is the non-renewable resources
consumption per unit renewable resources consumption.

As Figures 4b, 5d and 6d show, material B always has the highest ratio in three LCAs, 626.614
(M] primary/M] surplus) in IMPACT 2002+, 41.359 (M]/M]) in EI-99, 8.780 ($/$) in ReCiPe. That means
every unit renewable resource consumption needs more non-renewable resource in the whole life
cycle of material B. Material B has the lowest environmental sustainability among these four cathodes.
More green processes with low non-renewable resource consumption are needed for material B.
As worldwide concern about fossil fuels grows, efforts at non-renewable resource protection are
urgently required [38]. These high ratios need to be reduced. Integrating the renewable resources in a
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small isolated power system, an isolated and complete battery [39], and improving the capacity for
cathodes [40] are promising directions to achieve this goal.

Among the four cathode materials, the emphasis in the three LCAs is different. For material A,
three LCAs all think that iron radiation is not a serious issue. The main problem in IMPACT 2002+
is ecotoxicity. On the contrary, EI-99 and ReCiPe think that the land issue is a serious issue. For materials
B and C, the values are mostly close to each other except for the metal resource consumption.
For material D, three LCAs all show its low environmental sustainability in terms of mineral resource
consumption, and its toxicity is noted in EI-99 and ReCiPe.

3.4. The Element Contribution to Environmental Sustainability

In this part, we use the elemental symbol to represent all elements in tables as follows: lithium (Li),
cobalt (Co), manganese (Mn), iron (Fe), fluorine (F), nitrogen (N), phosphorus (P), and oxygen (O).
The contribution of the element to the endpoint and the total value is calculated.

3.4.1. The Element Contribution in Endpoint Level

In the three LCAs, the element contribution rate of material A is shown in Table 2. Cobalt is the
largest contributor to ecosystem quality, followed by lithium. The other endpoint indexes were mainly
affected by lithium, followed by cobalt. So cobalt impairs the environmental sustainability of material
A in terms of ecosystem quality (endpoint) and land and toxicity issues (midpoint).

Table 2. The element contribution proportion for material A.

LCAs Endpoint Li o Co
IMPACT 2002+ (%) X1 53.60 0.11 46.30
X2 8.30 0.01 91.70
X3 64.70 0.26 35.10
X4 66.70 0.36 33.00
EI-99 (%) Y1 62.60 0.05 37.40
Y2 30.70 0.06 69.30
Y3 62.50 0.23 37.30
ReCiPe (%) Z1 58.30 0.07 41.60
72 40.50 0.09 59.40
Z3 57.90 0.20 41.90

For material B, the contribution rate of elements is shown in Table 3. The highest contribution
proportion of each endpoint value always comes from lithium (the largest value is Y1 (83.70%), and the
smallest value is Y2 (60.50%)), followed by phosphorus. Oxygen, iron, and nitrogen contribute little to
each endpoint value.

Table 3. The element contribution proportion for material B.

LCAs Endpoint Li (0] Fe N P
IMPACT 2002+ (%) X1 7820 091 1.14 2.28 17.5
X2 7240  0.28 3.09 3.31 20.9
X3 7410  1.63 0.16 441 19.7
X4 66.00  1.96 0.16 5.73 26.2
EI-99 (%) Y1 83.70 042 1.81 1.34 12.7
Y2 60.50  0.81 0.40 3.18 35.1
Y3 69.50 140 0.40 4.44 24.3
ReCiPe (%) Z1 7040 049 0.34 5.64 23.2
z2 76.20  0.97 0.17 3.84 18.9
73 65.20 1.25 6.09 4.27 23.2

113



Processes 2019, 7, 83

Table 4 shows the element contribution rate of material C. The highest contribution rate of
element to each endpoint value is still lithium, followed by phosphorus. The rest of the elements have
less weight.

Table 4. The element contribution proportion for material C.

LCAs Endpoint  Li Fe o N P Mn
IMPACT 2002+ (%) X1 7930 116 093 018 1770 0.72
X2 7430 317 028 027 2150 047

X3 77.00 017 171 036 2050 0.23

X4 6950 017 208 048 2760 025

EI-99 (%) Y1 8360 172 040 014 1380 0.34

Y2 6350 034 066 031 3390 129

Y3 7220 042 147 037 2520 029

ReCiPe (%) 71 7390 036 052 047 2430 037

72 78.50  0.18 1.00 031 1950 053

z3 57.00 533 1.10 030 2030 16.00

Finally, the element contribution proportion for material D is showed in Table 5. As a non-lithium
composition model (no lithium in quality list), fluorine has the highest contribution rate among all
mid-point indicators, at almost 90.00%.

Table 5. The element contribution proportion for material D.

LCAs Endpoint Fe (0] F
IMPACT 2002+ (%) X1 1.78 147 96.80
X2 3.55 0.33 96.10
X3 0.23 2.39 97.40
X4 0.19 2.44 97.40
EI-99 (%) Y1 3.08 0.73 96.20
Y2 0.33 0.66 99.00
Y3 0.54 1.95 97.50
ReCiPe (%) Z1 0.31 0.46 99.20
z2 0.25 1.47 98.30
z3 7.81 1.64 90.50

Some issues can be found by the element contribution. The ecosystem quality in material
A is mainly affected by cobalt. To seek a substitute material or reduce the quality of cobalt in
production process will be a method to improve its environmental sustainability. As one heavy
metal element, cobalt has higher ecosystem toxicity and pollution capacity than other elements in
the four cathode materials. This is why many efforts to recover A are concentrated not only on
lithium but also on cobalt [41]. There are two examples of Co substitutes. Xiang [42] improved
the electrochemical kinetics of lithium manganese phosphate via Co-substitution. Di Lecce [43]
investigated a new Sn-C/LiFey1CoggPOj full lithium-ion cell with ionic liquid-based electrolyte.
The two studies demonstrated the feasibility of producing Co-substitutes and for improving the
environmental sustainability for A.

Except the ecosystem quality for material A mainly affected by cobalt, others indicators’
environmental sustainability for materials A, B and C is mainly affected by lithium.
However, the phosphorus in material B and C also has a great impact on their environmental
sustainability. Reducing the consumption of lithium is an ongoing aim in the development for LIBs.
More research on cobalt and phosphorus is also needed. All three LCAs show the same result—that
is, different LCAs have no influence on the determination of the main elements contributing to the
endpoint index values.
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3.4.2. The Element Contribution to the Total Value

The element proportions in the total level are shown in Figure 7.

IMPACT 2002+ EI-99 ReCiPe
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Figure 7. The element contribution proportion to the total values in three LCAs.

In all LCAs, the largest contribution to the total value in materials A, B and C comes from
lithium, up to 80.00% in EI-99 for materials B and C. For material D, it comes from the element
fluorine, at around 90.00% in three LCAs. Moreover, the second contribution element for material A
is cobalt, at 38.78% in EI-99 and 48.67% in IMPACT 2002+. For materials B and C it is phosphorus,
at about 20.00%. Other elements made just a small contribution to the total values, less than 5.00%.
This result is consistent with Yang’s [44] research that there is significant waste of valuable metallic
resources in LIBs and the environmental load of lithium consumption is the largest among all elements.
Furthermore, except for the contribution of lithium, phosphorus plays an important role in the
environmental sustainability potential of materials B and C. For material A, the influence of cobalt also
cannot be ignored.

3.5. The Methodologies” Influence to Environmental Sustainability Assessment

Based on the discussion at the above four levels, we find that these four cathodes have different
environmental sustainability potential due to the different LCA we use.
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(1) Different LCAs have little impact on the environmental sustainability assessment of the
total, endpoint, and element levels of the four cathodes. The environmental sustainability
of FeF3(H,O);/C is better than LiFepggMngppPOy/C, which is better than LiFePO,/C
and LiCoO,/C.

(2) The environmental sustainability of the four cathode types is mainly affected by human health.
Lithium is the largest contributor to the environmental load of the first three market cathodes.
However, for FeF3(H,0O)3/C, fluorine is the largest contributor to its environmental load.

(3) At the midpoint level, the four cathodes show different environmental sustainability in
concrete indicators due to the different LCAs we chose. The mineral resource consumption
of FeF3(H,0)3/C, the metal resource consumption of LiFey 9ggMng 0oPO,/C, high non-renewable
resource consumption of LiFePO,/C, and the toxicity and land issues ofLiCoO, /C have seriously
affected their environmental sustainability. Furthermore, the cobalt in LiCoO, /C, because of its
ecosystem quality, and the phosphorus in LiFePO,/C and LiFe 9gMng 0,PO4/C also obviously
impair the environmental sustainability at the midpoint level.

4. Conclusions

Different LCAs show different quantitative results in these four cathode materials.
Qualitative assessments of these three LCAs is similar, both in terms of contributing elements and the
total value. At the endpoint level, except for the resource consumption for LiFey gsMng o PO, /C and
LiFePO,/C in ReCiPe, the ranking of other indicators’ values is consistent with the total values.
Four cathode models are ranked in descending order of environmental sustainability potential:
FeF3(Hy0)3/C, LiFepogMnPO4/C, LiFePO,/C, and LiCoO,/C. At the midpoint level, most
indicators are consistent with the ranking. However, the most serious problem is determined differently
based on different methodologies.

Supplementary Materials: The following are available online at www.mdpi.com/2227-9717/7/2/83/s1, Table S1:
Calculation for mid point indicators in IMPACT 2002+, Table S2: Calculation for midpoint indicators in EI-99,
Table S3: Calculation for midpoint indicators in ReCiPe.
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