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Preface to “Progress in Power-to-Gas Energy Systems”

Like many of you, dear readers, I plunged into the exciting field of hydrogen and power-to-gas,
which promises us renewable energy storage and use in molecular forms—either gaseous or
liquid—to decarbonise all energy sectors that currently depend on fossil fuels. Over the past decade
in this topic,  have been privileged to witness a number of developments, trends and advancements
that have enabled us to stand where we stand today. We find ourselves at a crossroads between
theoretical groundwork and the actual, large-scale technical implementation of the energy transition.

This reprint brings together current research findings from highly diverse disciplines, all of
which can make a valuable contribution to the success of the energy transition. I am convinced that
this interdisciplinarity of the common global challenge and its cross-sectoral character are central
challenges of the energy transition. There will not be one blueprint solution that can be applied
across the globe; rather, the research results yield insights for possible partial solutions that can be
implemented in national, regional or even local energy systems at different implementation levels
and detail, depending on boundary conditions and specific demands.

The first contribution in this reprint is an editorial regarding the contents of the ten following
research articles. It contains a table of the articles, including research fields, titles and methods.
The reader can use it as a quick overview before turning to the detailed articles. I can therefore
be brief and simply refer to the overarching themes covered here: You will find three contributions
regarding combustion research, one contribution regarding electro catalysis; several contributions
from the perspective of energy economy; articles on energy storage, the mobility sector, and several
energy system analyses; and finally, a contribution on energy law and regulation.

As Guest Editor, I have been able to rely on competent co-authors, all of whom are recognised
experts in their field and represent leading research institutions. The scope of this reprint can in no
way do full justice to their wealth of knowledge and experience, but it offers exciting insights into
their latest research findings. My sincere thanks go to them once again. Special thanks are also due
to all colleagues not listed as co-authors in this reprint. Thank you for the lessons I was able to learn

from working with you. It is my pleasure to share the results with interested readers worldwide.

Johannes Schaffert
Editor

ix
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1. Introduction

Hydrogen is expected to become a key component in the decarbonized energy systems
of the future. Its unique chemical characteristics make hydrogen a carbon-free fuel that is
suitable to be used as broadly as fossil fuels are used today. Since hydrogen can be produced
by splitting water molecules using electricity as the only energy input needed, hydrogen
offers the opportunity to produce a fully renewable fuel if the electricity input also only
stems from renewable sources. Once renewable electricity is converted into hydrogen, it
can be stored over long periods of time and transported over long, even intercontinental,
distances. Underground hydrogen storage, pipelines, compressors, liquefaction-units, and
transportation ships are infrastructures and suitable technologies to establish a global
hydrogen energy system. Several chemical synthesis routes exist to produce more complex
products from green hydrogen to fulfil the demands of various end-users and industries.
One exemplary power-to-gas product is methane, which can be used as a natural gas
substitute. Furthermore, ammonia, alcohols, kerosene, and all other important products
from hydrocarbon chemistry can be synthesized using green hydrogen.

In the light of the continuously exacerbating crisis of global warming, the urgency
of deploying green technologies could not be more pressing. Researchers and industry
innovators worldwide study and develop all aspects of power-to-gas technologies, ranging
from hydrogen production, conversion, transport, handling, etc., to the broad variety of
end-use options. In the meanwhile, it remains an open research question to what extent
the portfolio of power-to-gas technologies and products will enter the markets. For the
various end-use sectors, the future defossilized energy mix will develop into different
optima depending on the availability, flexibility, and cost of energy, as well as technical
implications for the end users and the specific legal and regulatory framework. As a result,
we will see different local or regional energy mixes and fuel compositions around the globe.

A major unknown variable is the depths in which direct electrification of processes
will be implemented. Direct electrification—in cases where it leads to similar product
qualities in industry or comfort in the mobility or household sectors—promises higher
efficiencies and makes the more complex synthesis routes of power-to-gas technologies
obsolete. However, a fully electrified energy system will lack the large scale and long-
lasting storage option, not cover the fuel demands by high-temperature industrial processes,
and lack back-up power plants needed for weather-conditions with insufficient renewable
electricity supply. Thus, the role of molecules as energy carriers is very crucial, but at the
same time is challenged by the competing direct electrification in some market segments.

A recent Special Issue of the open access journal Energies published ten research
articles from the field of hydrogen and power-to-gas energy. The Special Issue entitled
‘Progress in Power-to-Gas Energy Systems’ covers several aspects of hydrogen energy
systems, including hydrogen production, transport/distribution, storage, end use, as well
as legal and regulatory aspects. This editorial summarizes the key findings. Finally, a brief
discussion will pick up the main ideas of the introduction and place the research results
of the Special Issue in the wider context of the defossilization of energy sectors and the
competition of electrons vs. molecules.
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2. Special Issue Articles

The ten articles published in the Special Issue ‘Progress in Power-to-Gas Energy
Systems’ are presented in Table 1, where an overview of the authors, research fields, titles
and methodologies is given.

Table 1. Summary of the research fields, titles, and methodologies of the Special Issue articles.

Article Authors Research Field Title Methodology
Residential Fuel Transition and
Fuel Interchangeability in
[1] Yan Zhao, Vince McDonell, Combustion Current Self-Aspirating Review Article
Scott Samuelsen Science Combustion Applications:
Historical Development and
Future Expectations
]o.rg. Le1c}'1er, ] ohannes Sc}}affert, The Impact of Hydrogen Combustion Theory,
Hristina Cigarida, Eren Tali, Frank . . . .
. . Combustion Admixture into Natural Gas on Calculations,
[2] Burmeister, Anne Giese, Rolf Albus, . . . . .
. . . Science Residential and Commercial Experimental
Klaus Gorner, Stéphane Carpentier, Gas Appliances Investications
Patrick Milin, Jean Schweitzer pp &
Impact of Hydrogen/Natural
Paul Glanville, Alex Fridlyand, Brian Combustion Gas Blends on Partially Experimental
[3] Sutherland, Miroslaw Liszka, Yan Science Premixed Combustion Ilgesearch
Zhao, Luke Bingham, Kris Jorgensen Equipment: NOx Emission and
Operational Performance
Dayld Tetzlaff, Vasanth'Alagarasan, [NiFe]-(Oxy)Sulfides Derived ‘
Christopher Simon, Daniel Siegmund, . . . Experimental
[4] . . Electro Catalysis from NiFe,O; for the Alkaline
Kai junge Puring, Roland Marschall, Hvdroeen Evolution Reaction Research
Ulf-Peter Apfel yaros
Andreas Zauner, Karin Fazeni-Fraisl, g e Techno-economic
e . : Multidisciplinary Assessment of
Philipp Wolf-Zoellner, Argjenta Veseli, assessment
: . Energy Economy, a Novel Carbon Capture and .
[5] Marie-Theres Holzleitner, Markus e . . Life cycle
Energy Storage Utilization Concept including
Lehner, Stephan Bauer, Undereround Sun Conversion assessment
Markus Pichler & Legal assessment
Janos I.Ju'c1an Br.euer,. Juri Scholten, Jan An Overview of Promising
Christian Koj, Felix Schorn, Marc . . .
. . - Alternative Fuels for Road, Rail, Mobility Sector
[6] Fiebrandt, Remzi Can Samsun, Rolf Mobility Air and Inland Waterwa Modelin
Albus, Klaus Gorner, Detlef Stolten, T; nsport in German y 8
Ralf Peters anspo erhany
Mapping Bio-CO, and Wind
. . Resources for Decarbonized
[7] Hannu K,f,g ﬂgr%er;{. aElzro Inkeri, Enii};ls};is:em Steel, E-Methanol and District Potential Analysis
m ¥ Heat Production in the
Bothnian Bay
Johannes Schaffert, Hans Christian Energy System
Gils, Max Fette, Hedda Gardian, Integrating System and Operator Modeling,
[8] Christine Brandstétt, Thomas Pregger, =~ Energy System Perspectives for the Evaluation =~ Energy Economics,
Nils Briicken, Eren Tali, Marc Analysis of Power-to-Gas Plants in the Assessment of
Fiebrandt, Rolf Albus, Future German Energy System Regulatory
Frank Burmeister Framework
Yifei Lu, Thiemo Pesch, Energy System Simulation of Coupled Power Energy Grid
] Andrea Benigni Analysis and Gas Systems with Modelin,
& y Hydrogen-Enriched Natural Gas &
Lena Maria Ringsgwandl, Johannes Current Legislative Framewc?rk Legal and
. 5 Energy Law and  for Green Hydrogen Production
[10] Schaffert, Nils Briicken, Rolf Albus, . . Regulatory
. Regulation by Electrolysis Plants
Klaus Gorner . Assessment
in Germany
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The contributions bring together various research fields. The first item in Table 1 con-
tains a comprehensive review paper on the historic development of residential combustion
technologies and fuel transitions that have been realized in the past [1]. The following two
articles [2,3] stem from the field of combustion science and analyze in detail the impact of
hydrogen admixture in natural gas (or methane). Both pieces of research include theoretical
and experimental approaches. In [3], the focus is on partially premixed combustion, which
plays a dominating role in the US-American natural gas appliances. One contribution from
the field of catalysis describes a production method for facilitating the Alkaline Hydrogen
Evolution Reaction [4]. In [5], the role of underground gas storage as a potential large-scale
methanation reactors is addressed. Hydrogen and hydrogen-derived fuels in various
mobility sectors are studied in [6]. Three articles were published from the field of energy
system analysis. In [7], a detailed case study of a region in Finland is modeled, while
in [8], the German energy system was modeled and assessed from system and operator
points of view. Gas and electricity energy networks were modeled in [9] with a focus on
co-simulation and hydrogen/natural gas blends. Finally, an assessment of the current legal
framework for green hydrogen production in Germany was published in [10].

In the following, brief summaries of the ten research papers are given.

The work by Zhao et al. [1] provides a comprehensive literature review of the historic
development of residential fuel transition and fuel interchangeability in self-aspirating
combustion applications. The researchers from University of California, Irvine, CA, USA,
go back in time and reflect on the fuel transitions in the domestic heating sector in the past
centuries in great detail. The paper includes the history of coal substituting fuelwood in
England starting in the 1500s, and the introduction of manufactured gases (amongst others
the so-called town gas) starting in the early 19th century, followed by the town-gas-to-
natural-gas transition in the second half of the 20th century. In England, this fuel switch
led to 35 million appliances with 200 million burners being converted. The authors also
address safety issues related to carbon monoxide poisoning and the development of gas
quality standards. The emergence of renewable gases since the 1980s is summarized for the
case of biogas and renewable hydrogen, including an outlook on future developments. The
competing options of electrifying homes versus adopting renewable gases is discussed as
well. A separate chapter of this work discusses technical considerations of adopting renew-
able fuels in residential burners in detail, explaining relevant combustion characteristics
and formulae. Subsequently, the burner performance indicators efficiency, emissions, flame
characteristics, and ignition are discussed.

Leicher et al. [2] address the impact of hydrogen admixture into natural gas on resi-
dential and commercial gas appliances. Hydrogen admixture into existing natural gas grids
is being discussed as a way for the gas industry to contribute to decarbonization efforts
in the short-term. The work was carried out as part of the European Commission-funded
research project THyGA, which currently investigates up to 100 appliances in laboratory
tests with hydrogen blending levels up to 60% by volume [11-13].

The main findings of these theoretical considerations and the accompanying first
measurements are that hydrogen admixture into natural gas can in many ways be treated
as a conventional natural gas quality issue. Many effects of the changing fuel character-
istics induced by hydrogen, e.g., in terms of laminar combustion velocities, combustion
temperatures, or the formation of nitrogen oxides (NOyx), are largely compensated by shifts
towards higher air excess ratios in uncontrolled residential appliances. In appliances with
combustion control, the control systems were found to be unable to maintain a constant air
excess ratio with increasing levels of Hy admixture, at least at full load. This is, however,
not a safety-relevant concern since air excess ratios increase with higher levels of hydrogen,
making the formation of toxic carbon monoxide less likely. These findings are, to some
extent, specific to certain technologies: fully premixed gas appliances, which are common
in heating systems in the EU, are less sensitive to issues such as flame flash backs than
partially premixed devices, which can be found in cooking applications and in American
residential heating appliances.
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The theoretical and experimental investigations in THyGA so far indicate that a
hydrogen admixture of about 20 vol% into natural gas, as it is currently proposed, does
not pose any safety-related challenges, e.g., in the form of flame flash backs, overheating,
or increased pollutant emissions, to the appliance types found in the field today. There
are additional aspects to consider, e.g., in the context of appliance adjustment in the field,
which is a topic ongoing research within the THyGA project.

In Glanville et al. [3], six North American hydrogen/natural gas blending demonstra-
tions were selected for a literature review that set the basis for the subsequent experimental
approach. Through laboratory testing using purpose-built “simulators” and in situ tests
and field sampling in a simulated operating environment, a series of short-term tests were
performed on components and equipment. Performance, efficiency, emissions, and other
factors were characterized as a function of hydrogen blending up to 30% by volume. In
general, all appliances and their burners were able to tolerate this shift in fuel composition,
without notable excursions in process temperatures or emissions, and anticipated trends
were confirmed and further quantified for these appliances, ranging from the de-rating
of heat input, to the increase in excess aeration, and to the NOx and CO emissions. For
these partially premixed types of combustion appliances, the dominant impact of hydrogen
blending without extra adjustments is the increase in excess air, often resulting in lower
NOx emissions, surface temperatures, and other parameters. The most sensitive burners to
hydrogen blending were of the “in-shot” variety, used by warm-air furnaces, tested in the
laboratory. The flash back events observed were inconsistent and likely caused by either
test procedures or sensitivities of the specific test stands used. Further investigation into
these burners is recommended [3].

Tetzlaff et al. [4] focus on hydrogen production, more specifically, on precious-metal-
free electrocatalysis, which is a key factor for industrial-scale hydrogen production. Using
controlled (partial) sulfidation of Fe/Ni oxide nanoparticles, the authors describe a novel
synthesis procedure for mixed Fe/Ni (oxy)sulfide materials. As a result, high overall
activities of the synthesized electrocatalysts were reported for the electrochemical hydro-
gen evolution reaction and interpreted as a step forward towards designing transition
metal chalcogenide catalyst materials for the hydrogen evolution reaction and efficient
stoichiometric formulations of NiFe (oxy)sulfide-based catalysts. [4]

Zauner et al. [5] approach the Power-to-Gas topic and more specifically, the under-
ground storage of renewable methane synthesized from hydrogen and carbon dioxide from
economic, technical simulation, greenhouse gas emissions, and legal points of view. The
so-called Underground Sun Conversion or geo-methanation process uses green hydrogen
and carbon dioxide captured from industrial emitters. The gases are injected into depleted
underground hydrocarbon reservoirs, where the methane synthesis is realized by biochem-
ical processes. The resulting gas is cleaned to achieve natural gas grid compliant feed-in
quality before it is used in industry, closing a carbon cycle. Results show, that the novel
synthesis route for methane production may be at comparable or lower cost compared to
conventional above-ground methane synthesis. However, it must be taken into account
that in order to produce geomethane with an underground sun conversion plant, according
to current knowledge, large quantities of carrier gas are required by the process and must
be stored simultaneously with the hydrogen and carbon dioxide used for underground
methanation. Therefore, the underground sun conversion technology is particularly suit-
able when large quantities of gas have to be stored already. This commonly occurs for
reasons of system relevance or supply security. As an additional benefit of this storage
process, geomethane can be produced from renewable hydrogen and carbon dioxide, thus
contributing to the achievement of climate targets. However, a list of legal or regulatory
barriers or gaps, along with technical uncertainties, preventing project realization on an
industrial scale is reported [5].

Karjunen, Inkeri, and Tynjila [7] performed a regional resource analysis for a potential
hydrogen valley (i.e., a promising early adoption site for hydrogen). Open data sources
were used to identify the existing local industrial facilities from the northern region of
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Sweden and Finland. The steel industry alone could require 55 TWh of additional renewable
electricity by 2045 for producing the required hydrogen for carbon-neutral steel production.
The production of renewable methanol from electricity and CO; could also require up to
85 TWh of electricity annually if all of the available biogenic CO; resources in the area
were to be utilized. To put these numbers in perspective, the current annual electricity
consumption of Sweden and Finland is 127 and 81 TWh, respectively. The study also
evaluated the role of wind power production as a source of additional renewable power
generation in the region. Existing projects in the area already amounts to 16 TWh of annual
electricity production, but even 100 TWh could be exceeded in the following decades.
The study also performed an analysis of the utilization of residual electrolyzer heat in the
district heat supply when primed with heat pumps. The required industrial volumes of
hydrogen are so vast that eventually a significant oversupply of low-grade heat is to be
expected, but first demonstrations still show great integration benefits. Future studies are
recommended to assess the dynamic performance of the system, leading to a more concise
implementation plan for the region.

Breuer et al. [6] review alternative fuels based on Power-to-Gas and Power-to-Liquid
processes, as well as corresponding propulsions systems, to solve challenges of decarboniz-
ing the road, rail, air, and inland waterway transport sectors. On the production side,
the criteria of technical maturity, costs, as well as environmental impacts were evaluated.
On the utilization side, possible blending with existing fossil fuels and the satisfaction
of the required distances are composed. From today’s perspective, the electrification of
most long-distance, heavy-duty road, shipping, and aircraft transportation is highly un-
likely. In conclusion, Methanol-to-Gasoline, Fischer-Tropsch diesel and kerosene, hydrogen,
battery-electric propulsion, HVO, DME, and natural gas were identified as promising future
fueling options. All the above-named alternative fuels can reach near-zero greenhouse gas
emissions bounded to preconditions. The results of the cost value review highlight the inse-
curities around the regarded cost levels, production costs, cross-border prices, and end-user
prices. The extracted interval sizes of cross-border prices for 2020 are 7 EURct/kWh_LHV
for Hp, 10 EURct/kWh_LHYV for SNG, and 8 EURct/kWh_LHYV for unspecified PtL fuels.
Cost insecurity increases for 2030 and 2050, as does the length of the value chains. At
present, cost comparisons indicate that lower production costs of H, are almost compen-
sated by higher transport costs in comparison to fuels that offer existing infrastructural
compatibility.

In their energy system analysis, Schaffert et al. [8] study in what way, and in which
sectors, renewable energy will be integrated in the German Energy System by 2030, 2040,
and 2050 and what role hydrogen and methane from power-to-gas processes will play in
this integration.

To address their research questions, techno-economic energy system modeling was
performed. Evaluation of the resulting operation of energy technologies was carried out
from system and business points of view. Special consideration of gas technologies, such
as hydrogen production, transport, and storage, was taken as a large-scale and long-term
energy storage option and a key enabler for the decarbonization of the non-electric sectors.
The broad set of results gives insight into the entangled interactions of the future energy
technology portfolio and its operation within a coupled energy system. Amongst other
energy demands, CO, emissions, hydrogen production, and future power plant capacities
are presented. One main conclusion is that integrating the first elements of a large-scale
hydrogen infrastructure into the German energy system by 2030 is necessary for ensuring
the supply of upscaling demands across all sectors. Within the regulatory regime of 2020,
authors suggest that investment decisions for large scale hydrogen infrastructures may
come too late and might jeopardize the chances of achieving transition targets within the
2050 horizon [8].

In a second contribution from the field of energy system analysis, Yifei et al. [9] simu-
late coupled power and gas energy systems, including the option of hydrogen-enriched
natural gas. Their methodological approach can handle different gas compositions and is
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thus able to accurately analyze the impact of hydrogen injections into natural gas pipelines.
An exemplary co-simulation of coupled power and gas networks proves the capabilities
of the new model. The authors implemented a detailed description of the physical prop-
erties of the gas mixtures, which allows tackling co-simulation research questions in the
future. The importance of detailed technical simulation is highlighted for a number of
examples including the necessity of considering different and—importantly—varying gas
compositions in simulations. [9]

The work by Ringsgwandl et al. [10] contributed to this Special Issue's topic from a
complementary point of view by addressing the current legislative framework for imple-
menting green hydrogen production plants. For the case of Germany, the authors analyze
laws and ordinances to identify potential obstacles to the rollout of green hydrogen. Espe-
cially the implications on potential hydrogen production plant operators are focused on.
Due to unbundling-related constraints, potential operators from the group of electricity
transport system and distribution system operators lacking permission to operate hydrogen
production plants. Moreover, ownership remains forbidden for them. The same applies to
natural gas transport system operators. The case is less clear for natural gas distribution
system operators, where explicit regulation is missing. It is finally analyzed if the produc-
tion of green hydrogen production, in its competition with fossil hydrogen production, is
currently supported, not only by the legal framework but also by the National Hydrogen
Strategy and the Amendment of the Renewable Energies Act. It can be concluded that
in recent amendments of German energy legislation, regulatory support for green hydro-
gen in Germany was found. The latest legislation has clarified crucial points concerning
the ownership and operation of electrolyzers and the treatment of green hydrogen as a
renewable energy carrier. This can be seen as a step forward towards a green hydrogen
rollout; nevertheless, a number of clarifications are still needed to allow a swift, large-scale
implementation of green hydrogen in a deeply decarbonized energy system. As an outlook,
the already proposed amendment for the Renewable Energy Directive by the European
Commission is expected to bring quotas for renewable hydrogen used in industry. This
might become a game-changer and lead to a drastic acceleration of hydrogen deployment
in European member states.

3. The Current Status of Research in the Field of Power-to-Gas Energy Systems

Power-to-Gas energy systems is a research field within Energy Science, that requires
interdisciplinary approaches. This is especially due to the coupling functions that Power-
to-Gas technologies perform, e.g., between the electricity and gas energy sectors. Technical
development alone does not suffice to enable a mass roll-out of Power-to-Gas plants and
Power-to-Gas products. Rather, complementary research fields need to work coherently
to assess the strengths, weaknesses, chances, and risks of implementing Power-to-Gas
technologies in today’s energy systems.

The broad portfolio of research fields in energy science that intensely study the future
prospects of hydrogen and related energy carriers is also reflected in the recent Special
Issue of Energies [14], which is summarized in this editorial. We received contributions
from combustion science [1-3], which is a field currently studying the hydrogen tolerability
of today’s gas applications. We also received a manuscript from the field of catalysis [4],
a research field that focuses on the development of energy- and cost-effective materials
for hydrogen production. Furthermore, one contribution deals with large-scale energy
storage and hydrogen-to-methane conversion [5]. In addition, one paper that assesses
various renewable fuel options for the mobility sector [6] has been included. Energy System
Analysis is a broad topic itself, with three papers being published in this Special Issue. One
of them modeled a region in Finland [7] as a case study for large-scale industrial energy
applications. A second paper modeled the future German Energy System and assessed the
results from techno-economic as well as operator perspective [8]. The third contribution
focused on the technical modeling of power and gas networks including the option of



Energies 2023, 16, 135

hydrogen/natural gas blends [9]. Finally, one article is dedicated to the legal framework
for implementing green hydrogen for the case of Germany [10].

Only by reflecting the progress of Power-to-Gas-related research from all relevant
disciplines can the current status and remaining challenges of this transition be understood.
The Special Issue discussed here can only yield punctual insights into current research.
Many more crucial research fields remain untouched. As an example, the important topic
of social acceptance of technologies and policies shall be mentioned here.

The technologies needed to supply economies with clean energy, to convert it into the
desired form, to store, to distribute and to utilize it, are available and are constantly being
optimized. Research in this field must bridge the gap between academic understanding of
clean energy technologies on the one hand side and a very constructive applied science
approach on the other hand side. By this re-focussing on the implementation of the various
energy applications, the remaining knowledge gaps must be identified and filled to facilitate
the mass roll-out of clean energy technologies.

Let us have a more detailed look at the research topics mentioned above. The three
publications from the field of combustion science describe in high technical detail the
chances of blending hydrogen into existing natural gas distribution networks and using it
with todays’ end-use appliances. Highly depending on the exact design of appliances, i.e.,
geometrical, burners, fuel-air mixing, combustion controls, etc., some hydrogen admixture
may be tolerable without changing the appliances in the field. Operation safety is the
dominating concern when debating the use of existing appliances with new gas properties,
while in general, the distribution of (defossilized) gaseous fuels distributed through existing
grid infrastructure appears advantageous for quick decarbonization effects in the heating
sector. For high hydrogen contents in distributed gas mixtures, e.g., above 20 vol-% or
30 vol-%, and especially for the case of a pure hydrogen distribution on the household
level, new appliance types designed for this purpose will need to be installed. Fuel cells
would be a high-efficiency option here. Also, a hydrogen combustion-based heat supply in
households can be realised. The electric-driven heat pump is in the lead so far. For well-
insulated buildings, it can be a very cost-effective option. In industry, however, especially
in high-temperature processes, fuels will be needed, e.g., for energy-intensive melting,
blast furnaces or direct reduction of iron, where electricity cannot supersede gases or fuels.
Here, a strong demand for hydrogen can clearly be expected. Underground gas storage
facilities such as the salt domes used today are available technology to store hydrogen
in very large quantities and over seasonal time-scales. It is more complex for the case of
pore storages, such as that studied in [5], where biological methanation reactions could be
used to upgrade the heating value of a stored gas mixture. If this option is drawn in the
future, regions that lack salt deposits suitable for hydrogen storage could benefit from pore
storage potentials.

In the mobility sector, it appears obvious that small vehicles, especially those that
make up the large fleets of private passenger cars, may be equipped with electric propulsion
systems and batteries at lower cost and higher energy efficiency compared to hydrogen
or other power-to-gas products. The case is different for heavy-duty transportation on
the road, rail, waterways, and, obviously, aircrafts, where the high energy densities of
(liquid) fuels or compressed/liquefied gases remain advantageous compared to battery
energy storage.

The research field of Energy System Analysis delivers insights generated in the tool-
box of energy system models. Researchers cope with the above-mentioned uncertainties
concerning future energy mixes by parametrizing their energy system models with assump-
tions for the studied technologies and optimizing the energy systems within predefined
boundary conditions. The latter are based on scenarios that contain economic and regula-
tory base assumptions, which are in turn based on scenarios. Scenario variations allow for
identifying sensitivities and assess the robustness of results. While specific quantitative
results are to be interpreted carefully and only against the background of all assumptions
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and boundary conditions, general trends that robustly emerge for various scenarios lead to
resilient results.

As far as a green energy transition is a technical issue with available solutions at
hand, decision makers do have the option to realize the transformation of fossil-dominated
into renewable energy systems. Various disciplines of research, some of which have been
mentioned here, support policy makers with technology developments and results from
their simulation-based tool-boxes. The state of progress in power-to-gas energy research
suggests that future research focus should be placed on technology implementation in
energy systems. By addressing the details of real-world applications of power-to-gas
technologies, the concepts have to prove themselves suitable for the manifold requirements
and boundary conditions. By turning to applied research, future studies should follow the
progressing technology readiness of power-to-gas technologies and prepare the next steps
towards mass roll-out. Detailed technical studies of power-to-gas technologies in interaction
and competition with existing technologies in the field are needed. In addition, technology
acceptance research from the social science perspective, as well as the development of
legal and regulatory frameworks and appropriate funding schemes, are needed to guide
policy makers in creating investment security for decision makers in renewable energy
markets worldwide.
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Abstract: To reduce greenhouse gases and air pollutants, new technologies are emerging to reduce fos-
sil fuel usage and to adopt more renewable energy sources. As the major aspects of fuel consumption,
power generation, transportation, and industrial applications have been given significant attention.
The past few decades witnessed astonishing technological advancement in these energy sectors. In
contrast, the residential sector has had relatively little attention despite its significant utilization of
fuels for a much longer period. However, almost every energy transition in human history was
initiated by the residential sector. For example, the transition from fuelwood to cheap coal in the 1700s
first took place in residential houses due to urbanization and industrialization. The present review
demonstrates the energy transitions in the residential sector during the past two centuries while
portending an upcoming energy transition and future energy structure for the residential sector. The
feasibility of the 100% electrification of residential buildings is discussed based on current residential
appliance adoption, and the analysis indicates a hybrid residential energy structure is preferred over
depending on a single energy source. Technical considerations and suggestions are given to help
incorporate more renewable energy into the residential fuel supply system. Finally, it is observed
that, compared to the numerous regulations on large energy-consumption aspects, standards for
residential appliances are scarce. Therefore, it is concluded that establishing appropriate testing
methods is a critical enabling step to facilitate the adoption of renewable fuels in future appliances.

Keywords: energy transition; residential appliances; renewable energy adoption; fuel interchange-
ability; hydrogen; combustion performance

1. Introduction

When fossil fuel consumption and its impact on climate change is discussed, power
generation, transportation, and industrial applications receive significant attention due to
their large market share and the advanced technologies being developed and adopted by
these sectors. An aspect that generally receives little attention is the residential energy sector.

The urbanization and industrialization of England in the 1700s forced London resi-
dents to abandon the use of suddenly expensive fuelwood and turn to cheaper coal. Since
then, the residential sector has always been in the pioneer position relative to energy transi-
tion in the world. The large use of fossil fuels during and after the Industrial Revolution
emerged after residential markets had created a thriving trade [1,2].

The past few decades have witnessed astonishing combustion technology advance-
ment in gas turbines, internal combustion engines, and other industrial applications. More-
over, the strict emission regulations on high-energy-consuming devices greatly boosted
their combustion technology advancement. Take heavy-duty gas turbines, for example: wa-
ter was injected into the combustor to reduce NOx emissions in the 1970s. As emission regu-
lations are becoming more stringent, numerous technologies have been developed to reduce
NOx emissions, including rich burn-quick mix-lean burn (RQL) technology [3], dry low
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NOx (DLN) lean premixed combustion [4], mild combustion [5], etc. Post-combustion
pollutant-elimination technologies, such as Selective Catalytic Reduction (SCR), are also
being adopted to further decrease gas turbine NOx emissions down to the single-digit ppm
level [6]. Although the emission levels of the high-energy-consumption units are already
very low, a lot of investment and effort is still being invested to further decrease or possibly
eliminate the emissions from those devices altogether. In contrast, the emission level of
some appliances can stay at around a couple hundred ppm without attracting much atten-
tion from policymakers. Moreover, the combustion technologies used in gas appliances are
the same as 100 years ago, which were mainly adopted from Bunsen flames [7,8].

As more renewable energy technologies are being developed, the idea of incorporating
solar panels, wind turbines, batteries, fuel cell units, etc., into residential homes is also
promising [9,10]. Discussions have occurred regarding the 100% electrification of residential
homes to eliminate both the greenhouse gas emissions and air pollution from the residential
sector and shift them to power-generation units, which might make pollutantssrelatively
easy to be regulated and controlled [11,12]. However, very few studies considered the
current status of gas and electric appliances’ market share and the potential for an increase
in carbon emissions due to the 100% electrification of residential appliances.

Renewable gases such as biogas and renewable hydrogen are becoming available at a
much lower price than most non-combustion renewable energy sources and can also be
generated from multiple renewable sources. For example, biogas can be produced from
wood and agricultural products, landfill waste, sewage, etc. [13]. Injecting purified biogas
into existing natural gas pipelines has already been adopted and has gained much success
in reducing carbon emissions [14]. Besides biogas, hydrogen is also a competitive and
promising fuel for the future due to its high energy density on the mass base and the
many ways it can be generated. The carbon-free property of hydrogen inherently reduces
greenhouse gas emissions when generated renewably. Renewable sources for hydrogen
include biomass, solar energy, wind power, and water electrolysis using grid power [15,16].
The adoption of these renewable gases in existing natural gas pipelines should be easier
and cheaper for end users without much capital investment and maintenance. Biogas or
hydrogen injection into the existing natural gas pipeline needs technical evaluation and
fuel-interchangeability studies. However, gas appliance manufacturers and gas utility com-
panies are still using the flame indices from the 1920s to guide their fuel-interchangeability
investigations. Therefore, more comprehensive considerations should be given to guide
appliance performance upgrades while adopting renewable fuels.

As many future fuel choices and energy-consumption structures are being predicted,
this paper summarizes the historical energy transitions in the residential sector and their
interactions with other sectors. The past experience allows us to glimpse the future energy
structure. The feasibility of electrifying residential homes by 100% is discussed based on
the comparison between the existing electric/gas appliances and their energy consumption.
Furthermore, the technical considerations of fuel interchangeability in residential appliances
are summarized and discussed, including combustion technologies, fuel properties, and
flame indices. The lack of international standard testing methods and regulations on
residential appliances and the representative regional regulations on appliance performance
are also summarized.

2. Residential Fuel Consumption Historical Variation

The fuel consumption shares among different energy sources vary along with human
society’s development. Figure 1 shows the energy consumption variation for the past
two centuries of the U.S.. Before the 19th century, wood was the dominant fuel. With the
start of the Industrial Revolution, wood could no longer meet the massive energy demand
due to its low energy density and the supply scarcity caused by fast forest destruction.
Meanwhile, coal consumption significantly increased with its worldwide discovery and
the advancement of coal-mining technologies. Coal consumption surpassed that of wood
in the late 19th century and played an essential role in the Industrial Revolution. The oil
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and gas industry started to rise around the 1900s, and their market share surpassed coal
consumption in the 1950s. Till today, oil, natural gas, and coal still dominate the energy
sources in the world.
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Figure 1. Transition of energy consumption in the U.S. 1780-2010 [17].

The energy transitions of the U.K., France, Netherland, Russia, Japan, China, Nigeria,
etc., were also investigated [18-20]. Although the timeline or specific numbers differ,
a similar trend of energy transition was found worldwide: from biomass (crop residuals,
fuelwood, etc.) to coal, then oil and gas, and afterward from fossil fuel to nuclear or other
renewable powers.

Although power generation, transportation, and industrial applications reflect the
majority of fuel consumption, the residential sector is also an important and often the most
price-sensitive sector relative to fuel utilization. Yet, this sector has significantly fewer
technological advancements and research development, likely due to the low profit margins
and relatively low cost associated with appliances. However, it was noted that domestic en-
ergy consumption and needs shaped the use of energy sources, especially at the initial stage
of their rise [21-27]. Therefore, investigating the residential section of energy consumption
is of great importance, especially in considering future fuel consumption scenarios. The
following sections summarize the development of residential fuel consumption.

2.1. Before the 1900s: Transition from Wood to Coal

The transition from wood to coal in the residential sector was accompanied by popula-
tion growth and the rapid development of industry. This combined effect created a large
increase in demand for fuelwood. As fuelwood became more limited, people sought alter-
native fuels to replace what potentially looked like increasingly more expensive fuelwood.
This residential fuel transition, on a massive scale, first occurred in England.

The population in England increased dramatically by more than 80%, from 3.02 million
in 1541 to 5.47 million in 1656 [28]. Despite this, the population explosion did not exert a
significant influence on the fuelwood supply for residential houses. Residential fuelwood
could still be secured in a lot of regions by planting trees in backyards, on roadsides, on oth-
erwise infertile slope land, or in fuelwood groves to supply nearby farms or villages [18].
In England, the fuelwood prices were actually fairly stable between 1550 and 1650 [29].
Wilson [30] also noted that, from 1450 to 1650, while timber prices in England increased,
they did not increase as much as the cost of other agricultural products. In fact, timber
became cheaper year by year relative to inflation, even with increasing demand from the
residential sector. Hence, the population growth did not exert a high demand for wood
supply and was not the major reason for the fuelwood price increase. It was the rise of
industry that exhausted the fuelwood supply and drove up the price significantly. It forced
the residential sector to seek alternative fuels other than fuelwood.

Before the 18th century, industry applications also used fuelwood as their energy
source. Surprisingly, even though coal possesses more than 33% more energy density than
fuelwood and at a lower price, the industry did not switch their fuel from fuelwood to
coal very quickly. The smoky and sulfurous nature of coal made its adoption difficult for
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industries that required smokeless or odorless fuels [31]. Further, the slow transition from
fuelwood to coal in industry was not because of a lack of clean coal-burning technology,
but more because the industry was still profiting a lot from burning fuelwood. The energy
density benefit of replacing fuelwood with coal could not balance out the capital investment
of adjusting the combustion devices and coal transportation. Similar to the current situation,
momentum in the industry and conservative tendencies usually slow new technology
adoption. Fuel interchangeability studies from fuelwood to coal in industrial applications
were already conducted in the Elizabethan Age. In 1590, John Thornbrough, the Dean of
York, was granted a seven-year project to remove the “piercing and acrimonious spirits” for
beer making and processing alum. By 1610, there were already patent applications using
coal as fuel in the baking of malt, bread, bricks, tiles, and smelting of bell metal copper,
brass, iron, lead, and glass [32,33]. Although the possibility of utilizing coal was realized
and numerous studies were conducted to adapt combustion devices from wood to coal,
coal remained an insignificant industry fuel until the 17th century.

With the development of industrial technologies, fuelwood could not meet the energy
demand anymore due to its low energy density and limited supply caused by the slow
recovery of forests. According to the study results on historical energy consumption, 20 kg
of charcoal could only produce 1 kg of iron (600 MJ/kg) in England during the Middle
Ages [18]. The glass industry was also wood-intensive. To produce 1 kg of glass, 2.4 tons of
wood needed to be consumed for both heating and to obtain potassium (90 MJ/kg). Salt
production is also a major wood-consuming sector, which demands as much as 500-600 M]
wood consumption per kilogram of salt produced [34]. This large amount of fuelwood
requirement in the industrial sector caused severe forest destruction, and eventually, fuel-
wood prices increased. Therefore, residents sought cheaper alternative fuels. In the latter
half of the 17th century, the coal price in England was less than half of fuelwood per unit of
gross energy [35]. This fuel price gap between fuelwood and coal was more significant in
densely populated London than the England average. In Table 1 [19], the fuel prices and
the general living cost level in London are normalized to 100 from the year 1451 to 1500. It
can be seen that coal saw a steady increasing trend with the living cost over the next 190
years. Fuelwood prices started to increase significantly by the end of the 1500s. By 1642,
the cost of fuelwood was more than double the price of coal.

Table 1. Indices of estimated price movements in London, 1451-1642.

Commodity 1451-1500

1531-1540 1551-1560 1583-1592 1603-1612 1613-1622 1623-1632 1633-1642

General
Fuelwood
Coal

105 132 198 251 257 282 291
94 163 277 366 457 677 780
89 147 186 295 371 442 321

As the residents in London increasingly adopted coal as the substitute for fuelwood,
imports of coal to London increased significantly in the last decade of the 16th century.
Table 2 [36] shows the coal imports records from the late 16th century to the late 17th
century. As can be seen, the coal consumption in London increased significantly from
10,785 tons to 361,189 tons in a century.

It should be noted that this coal consumption increase was mainly caused by the
residential sector’s needs, since the technology for using coal in industry was still not
widely adopted in the 17th century. The evidence for this can be found in the iron industry.
In the 17th century, iron smelting was a voracious consumer of fuelwood in London.
The dependence of smelting on the increasingly scarce and high-priced fuelwood supplies
in the 17th century led to a situation in which the conversion of iron ore into metal in
England was temporarily checked. However, this situation did not make the iron industry
turn to coal combustion. Instead, a policy was released by the government to encourage
imports of intermediate product pig iron instead of raw iron ore. Therefore, the rapid
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growth of coal production from the mid-16th century to the late 17th century largely
represents the substitution of coal for wood as a household fuel [19].

Table 2. Imports of coal into London, 1580s-1680s.

Year Period Tons Notes
1580 12 March-18 September 10,785
1585-1586 Michaelmas—-Michaelmas 23,867
1591-1592 Michaelmas—Michaelmas 34,757
1605-1606 Christmas—Christmas 73,984
1614-1615 91,599 One week missing
1637-1638 142,579 Two weeks missing; a year of bad trade
1667-1668 Midsummer—-Midsummer 264,212
1680-1681 Michaelmas—Michaelmas 361,189

The earliest coal shipped to London was from Newcastle as ballast, which was known
as “sea-coal” [37]. The burning of sea-coal was reported to cause smoke with a pungent
odor [38]. Therefore, presumably, sea-coal was of low quality and might have had a
relatively high sulfur content. Sea-coal was first adopted by the poor residents in London
due to its cheap price. To adapt the wood-burning fireplace to sea-coal, chimneys were
built or modified to vent the smoke out of the house. Therefore, the number of chimneys
of residential houses in London increased greatly around the 1550s. The acceptance of
sea-coal by the upper classes and nobility followed the steps of lower-class residents with a
time lag. The use of sea-coal as a domestic heating source in royal house was a slow process
since Queen Elizabeth I was “greatly grieved and annoyed with the taste and smoke of
sea-coal”. After her death in 1603, James VI of Scotland became James I of England, during
whose governing period the popularity of using coal in residential houses was gained.
Scotland was short of wood but had less indigenous sulfurous coal, which led to coal being
used in houses of Scottish nobles much earlier than in England. Therefore, the new king
continued his old habit of using coal for domestic heating in England. Such behavior aided
the adoption of coal as a domestic fuel for wealthy London households [32].

It was the high demand for coal consumption in residential households that spurred
the early development of coal mining and transportation. Coal provided the power source
for and encouraged the Industrial Revolution. Although a bit later, the U.S. went along a
very similar pathway in the fuel transition from fuelwood to coal. In the U.S., coal surpassed
fuelwood’s energy supply in the 19th century, which was around 200 years later than the
energy transition of Britain [39]. The early records in the U.S. of coal trading were in
Pennsylvania, and the major market for the first decade of the anthracite coal trade in
Pennsylvania was in American homes [24,40]. Therefore, when the early coal boosters tried
to quantify the potential market in New York, they counted the numbers of homes, not the
numbers of factories or steam engines [21].

Similar to the situation of Britain, the early coal utilization in the U.S. was hindered
by the poor transportation situation around the coalfields on the East Coast. Even if Pennsyl-
vania’s anthracite coalfields were only a hundred miles away from the eastern seaboard,
transporting coal to Philadelphia and New York was still extremely expensive in the early
19th century. In the year 1810, it cost more to ship coal fewer than a hundred miles to
Philadelphia than it did to deliver comparable shipments three thousand miles from Eng-
land [41]. However, the War of 1812 tripled the price of imported coal from Britain. During
this time, emphasis on energy security resulted in local anthracite coal in Philadelphia
gaining a higher market share on the East Coast [42]. The real booster of the U.S. domes-
tic coal consumption on the East Coast was the construction of the Schuylkill Canal in
the 1820s. The Canal decreased coal’s transportation cost significantly. In the 1810s, one
ton of anthracite coal cost around 20 U.S. dollars. However, this price kept dropping to
8.4 dollars in 1820 and then 6.5 dollars in 1830. In the 1840s, the coal price on the East
Coast of the U.S. decreased to around 4 dollars per ton [43]. Due to the availability of cheap
coal, fuel-interchangeability studies on fuelwood to coal in residential appliances were
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conducted by scientists and appliance manufacturers. Between the years 1815 and 1839,
329 patents for coal-combustion stoves were issued in the U.S. [44]. In the early adoption
stage, a coal-burning stove cost around 30 dollars, while the average laborer only earned
2 dollars a day [45]. However, by the early 1830s, a domestic coal stove cost less than
10 dollars [21].

The Industrial Revolution further sped up the energy transition from fuelwood to
coal, especially when steam engines became widely adopted in the late 18th and early
19th centuries. However, as noted above, this energy transition was first initiated by the
residential sector. After coal was widely adopted in residential cooking and heating, the
accessibility of cheap coal paved its way to more applications in industry, thus fostering
the Industrial Revolution.

2.2. From the 19th Century to the 1950s: Coal to Manufactured Gases

Besides the transition to coal utilization, the residential market also played an essential
role in the development of the petroleum industry and trade, especially in its initial
development stage in the latter half of the 19th century. The combination of urbanization
and industrialization in both America and Europe led to a great need for lighting. Therefore,
petroleum was first refined to obtain kerosene, which was a lighting source to replace
diminishing and increasingly expensive whale oil [21,27,46,47]. The early development era
of the petroleum industry is also called “The Age of Illumination” [48].

At the early age of the oil industry, instead of being a major petroleum product as
it is today, gasoline was only a surplus byproduct that was usually burned at refineries,
converted to gaseous fuel for gas lights, or just dumped into the atmosphere due to its high
volatility. Being a waste product, cheap gasoline stimulated the development of engines in
the late 19th and early 20th centuries. For example, when Mercedes entered the U.S. market
in the early 20th century, the price per car was USD 12,450 (~USD 374 k in 2021 values),
but the gasoline price was only 7 cents/gallon (around USD 2/gallon in 2021 values) [47].
With the accessibility of cheap and abundant gasoline, the auto industry invested more
money into automobile technologies, and the prices dropped significantly. For example,
when Ford first introduced its Model T to the market in 1908, the price was USD 950, which
dropped down to USD 269 by 1923 [49]. Before electric lighting and automobiles gained
popularity in the first decade of the 20th century, kerosene was the major focus of the
petroleum industry for providing light. Since the beginning of the petroleum industry,
techniques were focused on maximizing the production of kerosene until the second decade
of the 20th century. As shown in Figure 2, although most crude oil is refined to gasoline and
diesel today, in the 1870s, more than 80% of a barrel of crude petroleum was transformed
into illuminating oil [17,48].
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Figure 2. Shares of U.S. oil refinery output from 1874 to 1919 [17].
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As petroleum (kerosene) found its use in domestic lighting applications in the late
19th century and early 20th century, the energy transition in domestic cooking and heating
changed from coal to different kinds of manufactured gases. Although it is hard to track
who was the first to produce manufactured gas, Becker and Clayton are believed to be the
early pioneers who invented methods to produce combustible gases from coal. In 1681,
Johann Becker from Germany discovered that combustible gases could be generated by
heating coal in the absence of air. Three years later, John Clayton from England collected
combustible gas using a similar coal treatment method and called this gas the “Spirit of
Coals”. The commercialization of manufactured gas in residential and industrial appli-
cations was initiated by the foundation of London and Westminster Gas Light and Coke
Company in 1812. In the same year, this company built the world’s first commercialized
gas networks in Great Peter Street, Westminster, London, by laying wooden pipes and
illuminated Westminster Bridge with gas lamps on New Year’s Eve in 1813 [50]. Due to its
clean combustion performance and ease of transporting through pipelines compared to
coal, manufactured gas quickly gained popularity in the early 19th century. The prosperity
of the gas industry was accompanied by emerging inventions of gas-combustion appli-
ances. In 1826, the world’s first gas stove was designed in England by James Sharp [51].
In the 1850s, Robert Bunsen invented the aspirated burner (Bunsen burner), which signifi-
cantly influenced gas applications in residential and industrial applications till today [52].
In the 1870s, Dr. Carl Auer von Welsbach invented the incandescent gas light mantle,
which solved the inefficient combustion of open-flame burners in streetlamps [53]. More-
over, water heaters, room heaters, and many other appliances, such as soldering irons
and hair-curling tongs, appeared on the scene in the mid- to late 1800s [50]. To meet the
increasing customer base, more gas networks were built in Britain along with manufactured
gas production sites, which are shown in Figure 3. Due to the widespread application of
manufactured gas in the cities of Britain, manufactured gas was also called “town gas” in
the UK. [54].
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Figure 3. Known and suspected locations of manufactured gas sites in the British Isles [55].
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The United States started the manufactured gas era at the same time as Britain.
In 1816, the first manufactured gas company in America—the Gas Light Company of
Baltimore—was founded. On 7 February 1817, the first manufactured gas streetlamp was
lit in Baltimore. This was followed by the foundation of the Boston Gas Light Company in
1822 and the New York Gas Light Company in 1825 [50].

It should be noted that the early manufactured gas companies generated their gases
from coal, except for the Gas Light Company of Baltimore, which produced its gases from
the distillation of pine tar. However, the company switched to coal gas in 1822 due to the
maturity of the coal gas production technologies and more satisfactory gas qualities [50].
Manufactured gas is a general term for multiple man-made gases, including coal gas,
producer gas, water gas, carbureted water gas, oil (petroleum) gas, etc. The name of a
particular manufactured gas depends on both the source and the gas production proce-
dure. Overlaps in the naming system for manufactured gases are apparent. For example,
producer gas can also be called coal gas if it is generated by coal. Water gas is produced
in a gasification process in a carbon fuel bed with steam, and coal is decomposed into
hydrogen and carbon monoxide [56]. Carbureted water gas is water gas with added carbon
contents to increase the heating value of the gas, which is achieved by adding oil to hot
gas in the presence of steam and is then thermally cracked to gaseous constituents [57].
Oil (petroleum) gas is produced in a gasification process where oil is thermally cracked
in the presence of steam to produce a fuel gas. Reference [58] introduced the simplified
processes for the production procedures of different manufactured gases.

Due to the variety of sources and production procedures, manufactured gases vary in
composition and heating values. Table 3 shows the species percentages in selected gaseous
fuels. The major combustible fuels include hydrogen, carbon monoxide, methane, and
ethane. The diluents are mainly nitrogen and carbon dioxide. It should be noted a range
exists for given specific gas species in different manufactured gases or natural gas. Table 3
shows a few representative values from [58] and [59].

Table 3. Properties of selected manufactured gases and natural gas.

Contents Producer Water Carbureted Coke Blast Qil Natural
Gas Gas Water Gas Oven Gas Furnace Gas Gas Gas
H, 15% 49.7% 40.5% 57.0% 3.7% 50.0% 0.0%
CcO 24.7% 39.8% 34% 5.9% 26.3% 10.2% 0.0%
CH, 2.3% 1.3% 8.9% 29.7% 0.0% 27.6% 94.5%
CorHg 0.0% 0.1% 2o 1.1% 0.0% - 0.5%
CO, 4.8% 3.4% - 1.5% 12.9% 2.6% 0.2%
N, 52.2% 5.5% - 0.7% 57.1% 5.1% 4.0%
O, 0.2% 0.2 - 0.0% 0.0% 0.2% 0.3%
Lower Heating Value (M]/ m?) 5.8 114 20.1 21.5 3.9 19.7 35.7

Compared to wood and coal burning, gaseous fuel combustion offers numerous advan-
tages, including the absence of ash, cleanliness, ease of end-user control, flexible combustion
performance, etc. Moreover, the pipeline construction decreased the price of gaseous fuel
transport dramatically compared to solid fuels. The calorific value of manufactured gases
can also be altered by mixing various gases based on the end user’s needs.

However, the variety of gaseous species and the lack of fuel species regulation also
brought numerous problems. The major threats brought by manufactured gases were
explosion accidents due to the wide flammable range of carbon monoxide and hydrogen,
along with carbon monoxide poisoning. For example, the Fire Research Station of the U.K.
reported 1007 town gas explosion accidents between 1957 and 1968, which is a time period
approaching the end stage of the town gas era [60]. The safety awareness in the 1950s and
1960s period was relatively high, and the technologies of handling manufactured gas were
also mature, but explosion tragedies still occasionally occurred. Therefore, it is believed
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that more accidents happened at the early age of the manufactured gas era in the 19th
century without detailed records.

Carbon monoxide poisoning was another significant issue with manufactured gas
use. The leakage of manufactured gas from the pipeline into residential houses can be
detrimental. As shown in Table 3, the carbon monoxide percentage in manufactured gases
ranges from around 6% to 40%, and it can result in human death at the ppm level in
minutes [61]. Studies show that carbon monoxide poisoning can be more harmful to the
elderly compared to younger people. Chalke et al. [62] conducted experiments and pointed
out that people over 65 years old are more prone to carbon monoxide poisoning due to loss
of the sense of smell.

Moreover, the ease of access to carbon monoxide through the residential pipeline
also tended to increase the suicide rate [63]. Figure 4 shows the relationship between CO
percentage in the residential gas supply and the suicide rates in England and Wales. In the
1940s, the CO percentage in town gas of U.K. was between 10% and 20%. In the 1950s,
a method of manufacturing gas from oil products and naphtha began to be adopted, which
decreased the CO percentage in this noncoal-based gas down to around 1%. Meanwhile,
natural gas was discovered worldwide, and it quickly gained popularity in the U.K. due to
its high heating value, CO-free, clean combustion performance, and continuously decreas-
ing price due to its abundant supply. By 1971, around 69% of the gas in the U.K. domestic
gas supply system was natural gas. As can be seen in Figure 4a, CO was almost depleted
from the U.K. residential gas supply system by 1975. Figure 4b shows the correlated suicide
rates of England and Wales, which clearly notes that the rate of CO poisoning suicide
significantly decreased, as there was less access to CO from pipelines in homes.
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Figure 4. Relationship between residential gas species and suicide rates in U.K.: (a) CO percentage in
the domestic gas of U.K. (b) England and Wales: suicide rates by mode of death [64].

2.3. From the 1950s to the 1990s: Manufactured Gas to Natural Gas and LNG

The nation-wide organized transition from manufactured gas to natural gas occurred
in the U.K., which is a good example of a government-assisted energy transition. In 1948,
the U.K. Parliament passed the Gas Act and nationalized the gas industry through amal-
gamation. At that time, 1050 gas works existed, supplying a total of 2119 million therms
to 11.3 million consumers [50]. The Gas Act also established the British Gas Council with
12 Area Gas Boards, which were responsible for arranging their own supplies and finances.
The British Gas Council consisted of the 12 chairmen of the Area Boards, a Deputy Chair-
man, and a Chairman, whose role was to advise the government of the policies in the gas
industry and coordinate different Area Boards.

A series of policies promoted by the British Gas Council significantly changed the
British gas industry. For example, after the Gas Council was founded, 622 old gasworks
were closed, some of the larger works were extended and linked together, and 21,200 miles
of new gas mains were laid. Therefore, by 1962, the town gas production units decreased
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from 1050 in 1949 down to 341, of which 74 units produced around 73% of the nation’s town
gas [65]. With the development of the industrial sector, the gas consumption in industry
rose from 639 million therms (in 1953) to 819 million therms (in 1960).

Contrary to the wide adoption of town gas in industry, the town gas consumption
in residential houses decreased from 1366 million therms (in 1953) to 1268 million therms
(in 1960). This was mainly due to the increase in the price of town gas, which led the
residential sector to look for alternative fuels. From 1950 to 1960, the town gas price
increased by 65%; however, the electricity price only increased by 25% over the same
time period. The major reason for the town gas price increase was the increasing cost and
difficulty of sustaining suitable supplies of coking coal, for which the steel industry was
also a major customer [66]. Facing these difficulties, the British Gas Council proposed
three solutions:

1.  The gasification of alternative, lower-grade coal.
2. Gas production from petroleum instead of coal.
3. The introduction of natural gas to enrich manufactured gas.

Considering the cost and technology availabilities, the third solution became the final
answer to solve the dilemma of the British gas industry. In 1953, the British Council started
to work with the BP Exploration Company to find natural gas reserves all over the British
Isles. The discovery of natural gas fields around the world also stimulated the British Gas
Council to explore the overseas market. In the late 1950s, British Gas Council started a plan
to explore the North Sea and also started to import LNG from the American Gulf Coast,
Algeria, etc. [65].

In this manufactured-gas-to-natural-gas transition, combustion devices” adaptation
to natural gas posed a significant challenge. Natural gas has a volumetric heating value
around twice that of town gas. Other fuel property differences, such as density, flame speed,
etc., also introduced difficulties to existing combustion devices in switching from town gas
to natural gas without modification. At first, it was proposed to blend other gaseous fuels
into natural gas to make a fuel mixture that possessed similar burning properties to town
gas while still keeping the heating value of this new fuel higher than that of town gas. This
type of gas was once called “GS gas”. However, experiments showed that the old town
gas appliance burners still needed modification, even with the specially made “GS gas”.
Therefore, with the abundant supply and the decreasing price of natural gas, the British
Council determined to take a one-step action, which was to replace the old residential
appliance burners with new ones that were compatible with natural gas, instead of adopting
the more expensive two-step method of exchanging both the fuel and appliances.

Starting from 1966, the appliance-conversion act took almost 10 years, with 40 million
appliances from 14 million end users. By 1972, appliances from 6 million families were
converted, and in the same year, the British Gas Council changed its name to the British
Gas Corporation with more concentrated power authorized by the government after the
1972 Gas Act [66-68]. By the end of 1978, around 13.4 million town gas end-users converted
to natural gas [50]. Table 4 [50] shows the progress of the British gas end-users converting
from town gas to natural gas.

This town-gas-to-natural-gas transition in residential homes was a huge task in British
energy development history. More than 13.5 million sites had to be visited with 35 million
appliances (200 million burners) and more than 8000 residential appliance models to con-
vert. Because conversion always brings inconvenience to the residential gas end-users, the
British Gas Council (British Gas Corporation after 1972) decided to provide advantageous
terms for a new appliance purchase, or even offer it free of charge, when the old appliances
could not be converted successfully. The British Gas Council also decided to supply the
replacement parts to residential houses, so the conversion could be completed on-site. This
was more efficient and cheaper compared to shipping the appliances to specific places and
conducting conversion there. Figure 5 shows an on-site town gas purging using natural gas
in England. To achieve this fuel conversion, not only were the training/education programs
provided to technicians but the marketing strategies/advertisement of natural gas to the
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public were also equally, if not more, emphasized. For example, the first demonstration
fuel conversion project was completed on Canvey Island, which gained public confidence
in the fuel conversion. To assist the transition, the Conversion Executive was founded to
coordinate among the British Gas Council, Area Boards, and the Society of British Indus-
tries, which represented the benefit of appliance manufacturers and contractors. At the
same time, public relation strategies were adopted, including providing conversion hand-
books/manuals, developing a better understanding of local conditions, and approaching
gas end-users of different social classes/income levels using varying methods [69,70].

Table 4. Progress of the customer conversion to natural gas in the U.K. from the 1960s to the 1970s.

Annual Number Cumulative Number
Year Total Customers
(April to March) (000s) Converted to NG Converted to NG

(000s) (000s)
1967/68 13,210 51 51
1968/69 13,265 418 469
1969/70 13,347 1093 1562
1970/71 13,372 2029 3591
1971/72 13,390 2407 5998
1972/73 13,506 2100 8098
1973/74 13,559 2108 10,206
1974/75 13,682 1674 11,880
1975/76 13,925 1131 13,011
1976/77 14,200 329 13,340
1977/78 14,516 98 13,438
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Figure 5. Town-gas-to-natural-gas transition field work in a Midlands town in England [50].

The successful conversion in Central London of Buckingham Palace, Parliament, the
Bank of England, and Westminster Abbey acquired symbolic status in fuel conversion of
the British upper class. However, different problems were encountered in other places of
Britain. For example, cultural and linguistic issues became a hindering stone in the North
East/West, East Midlands, etc. Specific lobby teams were developed to reach out to Asian
immigrant communities, where women especially expressed greater concern for the work of
fuel conversion [65]. In May 1968, a town gas explosion occurred at Ronan Point of London,
which resulted in the death of four people and the injury of seventeen. The tragic accident
further shook the public confidence in town gas during its campaign with natural gas. This
also provided a window of opportunity for the natural gas supporters to reduce the public
concern about converting from town gas to natural gas. For example, the government
and the British Gas Council commissioned a report by Prof. Frank Morton of Manchester
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University addressing the concerns with natural gas and delivering the advantages of the
fuel transition, such as reducing explosion accidents and gas poisoning [65,71].

The final cost of the fuel transition from town gas to natural gas in the U.K. was GBP
577 million in 1978 (~GBP 2.8 billion in 2021), which was less than the estimated GBP
400 million in 1966, considering inflation. However, other costs, such as writing off obsolete
plants, brought the total bill to GBP 1027 million (~GBP 5.3 billion in 2021). In the April
1977 /March 1978 Annual Report, British Gas Acclaimed: “The cost of the entire conversion
programme was met without external subsidy of any kind” [50].

The United States experienced a different procedure of adopting natural gas in resi-
dential homes compared to the British way. Before the gas transition, the U.K. had already
built a relatively mature town gas industry and gas transporting system beginning in the
1800s and then experienced an organized state-led town-gas-to-natural-gas transition by an
almost monopolistic strategy developed by the British Gas Council and the British Gov-
ernment. However, being the world’s largest bastion of free market and entrepreneurship,
the U.S. natural gas industry was developed in parallel with its manufactured gas industry
due to the abundant and cheap supply of natural gas from international trades. From the
late 1800s to the early 1900s, U.S. gas companies provided both manufactured gas and
natural gas separately to customers depending on their specific needs. Figure 6 shows a
gas company that used a wagon to advertise domestic gas usage in the early 1900s. In the
U.S,, the sale of natural gas exceeded that of manufactured gas in 1935. In the late 1940s,
manufactured gas began to be phased out and ultimately replaced by natural gas in the
1950s [50]. However, at that time, the U.K. had not yet started the conversion project.

Figure 6. Advertisement for gas cooking by Atlanta Gas Light Company in the 1900s [50].

The first recorded usage of natural gas in the U.S. was from Fredonia, New York,
in 1821. Local residents used logs and later lead pipes to transport the gas to nearby houses
for illumination [72]. This first known natural gas practical application in New York was
four years before the foundation of the New York Gas Light Company. However, in the
United States, from the discovery of natural gas in 1821 to its sale exceeding manufactured
gas in 1935, enormous volumes of natural gas were flared due to the lack of local usage or
in hopes that oil might be lying under the gas. It was estimated that around 76 trillion cubic
feet of natural gas were wasted from the early days of the oil industry to the late 1940s [50].
In the late 1800s, the natural gas industry started to thrive due to the development of
pipeline transportation technology and the discovery of natural gas on U.S. land. In 1883,
the Penn Fuel Company started to distribute natural gas by pipeline to customers in
Pittsburgh’s East Liberty and Lawrenceville neighborhoods from Haymarket Well [73].
The first long-distance pipeline (217-mile/14- to 18-inch) transporting natural gas was
completed in 1925 by the Mongolia Gas Company of Texas from northern Louisiana to
Beaumont, Texas [74]. In 1947, the original oil-transporting pipelines (the “Big Inch” and
the “Little Big Inch”) connecting Texas and the U.S. East Coast converted the fuel to natural
gas after they were sold to Texas Eastern Transmission Corporation after the Second World
War [75]. By 1966, natural gas pipelines were lying in every one of the lower 48 states. The
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natural gas consumption by American residential end-users also increased dramatically, as
shown in Table 5 [50].

Table 5. U.S. domestic natural gas consumption from 1945 to 1977.

Year Total Customers Total Consumption Average Consumption
(Millions) (Trillion Btu) (Million Btu/Customer)

1945 18.6 775 41.6

1950 221 1384 62.6

1955 26.3 2239 85.2

1960 30.4 3188 104.8

1965 343 3999 116.5

1970 38.1 4924 129.2

1975 40.9 4991 1219

1977 41.7 4946 118.7

The natural gas consumed in the U.S. was not only from domestic sites but had also
been also imported from Canada, Mexico, or Algeria in liquid form since the 1950s. The nat-
ural gases on the energy market possess distinctive properties depending on their sources.

Table 6 [76] summarizes the components and their relative abundance in investigated
natural gases on the U.S. market. As shown, the major functional specie of natural gas
is methane, together with some higher hydrocarbons. The diluents are usually nitrogen,
carbon dioxide, or a trace of oxygen. It should be noted that the contents of the natural
gas in Table 6 are only the ones investigated. Natural gas from non-investigated resources
might extend the percentage of these species into a larger range.

Table 6. Variation in composition of natural gas in the U.S. market.

Volume (%)

Component
Mean Standard Deviation Minimum Maximum

CH, 93.0 55 73 99
CyHg 3.0 2.6 0 13
C3Hg 1.0 1.4 0 8
C4Hyg 0.5 1.0 0 7
CsHypp 0.1 0.3 0 3
CgHig 0.1 0.1 0 1
N, 1.5 29 0 17
CO, 0.5 0.5 0 2

With natural gas species varying from different sources, the natural gas either mined
or purchased by the U.S. gas utility companies also varied significantly. Lacking the
unified national natural gas quality regulation, gas companies in the U.S. developed their
own standards for the natural gas species, such as the heating value and sulfur contents.
Table 7 [77,78] shows the natural gas quality regulations of some gas utility companies in
the United States. Some of these regulations were modified every few years. For example,
in 2019, SoCalGas decreased their natural gas minimum heating value from 990 Btu/scf to
970 Btu/scf [77].

Fuel-interchangeability studies in the United States started from the manufactured
gas era and are still underway for natural gas from different sources. Although lacking
a government-led uniform gas-transition strategy like the U.K., early records of fuel-
interchangeability studies being conducted on manufactured gases and natural gas in the
late 1800s and early 1900s from some U.S. institutes are noted.
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Table 7. Natural gas quality standards adopted by gas companies of the United States.

Heating Value (Btu/scf) ~ Water Content Various Inerts Hydrogen Sulfide (H,S)
Gas Company
Min Max Lbs/MMscf CO, ()3 Total Inerts (Grain/100 scf)
SoCalGas 970 1150 7 3% 0.2% 4% 0.25
Dominion Transmission 967 1100 7 3% 0.2% 5% 0.25
Equitrans LP 970 - 7 3% 0.2% 4% 0.3
Florida Gas Transmission Co. 1000 1110 7 1% 0.25% 3% 0.25
Colorado Intrastate Gas Co. 968 1235 7 3% 0.001% - 0.25
Questar Pipeline Co. 950 1150 5 2% 0.1% 3% 0.25
Gas Transmission Northwest Co. 995 - 4 2% 0.4% - 0.25

In the late 19th century, the large cost increase in gas-making materials resulted in
frequent manufactured gas price increases in the United States. In some localities, the
gas price increase compelled a decrease in standards of quality. At that time, natural gas
production was not as abundant as today. Therefore, a variety of gases were available
on the market, including natural gas, manufactured gas, or artificially lower-standard
manufactured gas. As a result, the investigation of residential burner mechanisms operating
on multiple gases was conducted. The American Gas Association started to work on the
project of improving the gas-utilization efficiency, which was one of its earliest tasks
after its foundation in 1918. Meanwhile, the engineering section of the U.S. Bureau of
Standards started to investigate the design and operation of atmospheric burners, which
were, and still are, commonly adopted in residential appliances. Through these studies in
the early 1900s, a better understanding of residential appliance burner working principles
was obtained [79]. Later in 1932, other than the burner efficiency, reducing emissions
from combustion such as carbon monoxide also became a consideration in residential
burner design [80]. Therefore, more detailed residential burner optimization started to be
conducted considering efficiency, flame characteristics, carbon monoxide emission, etc. [81].
The test setup for residential burners is shown in Figure 7.

Figure 7. Apparatus setup for studying burner performance at the Bureau of Standards of the U.S. in
the 1920s [79,81].

24



Energies 2022, 15, 3547

One of the most successful fuel-interchangeability studies on residential burners was
conducted by the American Gas Association started in 1927. This six-year-long project was
called Mixed Gas Research, which conducted around 175,000 individual tests involving
more than 250 gases. In 1936, AGA released their general formula, the “AGA Index C”,
to represent the gas interchangeability, where C = the index of change in performance of
appliances. The AGA Index C = H/+/D, where H is the gas heating value and D is the
gas-specific gravity [82]. This index is nowadays referred to as the Wobbe Index, which
is widely adopted around the world in gaseous-fuel interchangeability studies. Not soon
after, researchers realized that a single Wobbe Index was not enough to predict all the
combustion behaviors. Therefore, more indices regarding flame blow-off, flashback, yellow
tip, and so on were developed to examine the performance of residential burners. From the
perspective of technical development, these preliminary fuel-interchangeability studies in
the U.S. since the 1900s assisted the transition from manufactured gas to natural gas. The
research results also benefited the historical energy conversion of the U.K. in the 1950s.

2.4. Since the 1980s: Renewable Gases

With the depletion of natural gas reserves and the urgency to reduce carbon emis-
sions to combat climate change, replacing natural gas with renewable gases in pipelines
has been of interest not only to fossil-fuel-dependent countries but also to all of human
society. Although many complexities remain to be sorted out, reducing carbon emissions
by replacing fossil fuels with renewable energy is a strategy that has international consen-
sus, as evidenced by the endorsement of the United Nations Framework Convention on
Climate Change in 1992 [83]. For the residential sector, one of the most effective ways of
adopting renewable energy is to replace pipeline natural gas with renewable gases [84],
as shown in Figure 8. The benefits of adopting renewable fuels in natural gas pipeline
infrastructure include:

1.  Reducing carbon emissions, thus combating climate change.

2. Extending the gaseous fuel from singular fossil fuel sources to more renewable sources,
such as biogas or hydrogen.

3.  Obtaining energy security by alleviating the influence of natural gas price fluctuation.
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Figure 8. Blending renewable gases into existing natural gas infrastructure.

2.4.1. Biogas

Biogas can be produced from various sources, including wood and agricultural prod-
ucts [85-87], landfill waste [88-90], and sewage [91-93]. Although biogas production
sources may vary, the functional part in different sources is mainly biomass. The bio-
gas sources influence the contents of biogas significantly, and Table 8 [94] shows typical
biogas contents.
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Table 8. Typical biogas contents.

Biogas
Species Units
Sewage Gas Agricultural Gas Landfill Gas
CHy % 6675 45-75 45-55
CO, % 20-35 25-55 20-30
CcoO % <0.2 <0.2 <0.2
N, % 3.4 0.01-5 10-25
O, % 0.5 0.01-2 1-5
H, Y% trace 0.5 0.0
H,S mg/N-m3 <8000 10-30 <8000
NH; mg/ N-m3 Trace 0.01-2.5 trace
Siloxanes mg/N-m3 <0.1-5.0 trace <0.1-5.0

The variation of biogas species is not only related to biomass sources but also to
gasification technology and procedures. The two major species in biogas are methane
and carbon dioxide. Other common fuel species such as carbon monoxide and hydrogen
are present at much lower levels. Other species in raw biogas include nitrogen, oxygen,
ammonia, hydrogen sulfide, etc. However, some of these trace gases might be detrimental
to pipeline or combustion devices through direct contact or combustion. Therefore, before
blending biogas into a pipeline or supplying it to combustion devices, the gas needs to be
purified or processed to be “upgraded” to meet certain standards.

The major functional species in biogas is methane, which is usually called biomethane
due to its production source. The first known large-scale project for blending biomethane
into the natural gas grid was in Moenchengladbach, Germany. The sewage gas plant had
a raw gas capacity of 400 m3/day and injected around 20 million m? of purified biogas
(biomethane) into the local gas grid from 1982 to 1996 [95]. This practice was later followed
by the other countries in Europe [96], as well as the U.S. [97], Canada [98], Japan [99],
etc. [100,101].

2.4.2. Renewable Hydrogen

Hydrogen has long been touted as a long-term solution for carbon reduction, and
hydrogen from renewable sources has increasingly gained attention [15,102,103]. Hydrogen
is the most abundant element in the universe and is also a carbon-free combustible fuel.
Besides combustion, hydrogen can also be readily used in other applications, such as fuel
cells, industrial refineries, or ammonia production for agricultural fertilizers. Moreover,
being the lightest element, hydrogen has a much higher heating value on the mass base
compared to fossil fuels, which also makes it a competitive energy carrier in addition
to being a fuel. Therefore, storing renewable energy (solar, wind, etc.) into hydrogen,
transporting hydrogen through pipelines, or directly blending hydrogen into the existing
natural gas infrastructure can be an effective way to achieve renewable-energy-adoption
and carbon-reduction goals.

Renewable hydrogen as a fuel supply and an energy carrier to power the world is
far from being a new idea. The notion of using hydrogen from electrolization dates back
100 years. In 1923, the famous British scientist J.B.S. Haldane published the book Science
and the future [104], which noted, “The country (U.K.) will be covered with rows of metallic
windmills working electric motors which . .. will be used for the electrolytic decomposition
of water into oxygen and hydrogen. These gasses will be liquefied, and stored in vast
vacuum jacketed reservoirs, probably sunk in the ground”. Considering hydrogen as a
highly condensed energy carrier, Haldane also mentioned that hydrogen “will enable wind-
energy to be stored, so that it can be expended for industry, transportation, heating, and
lighting, as desired”. Compared to coal and petroleum, which were fuels widely used in
the U.K. in the 1920s, Haldane also mentioned the environmental benefit of using hydrogen
as “no smoke or ash will be produced”. Despite the promising utilization of hydrogen,
Haldane expressed his concerns regarding the capital investment by saying “the initial
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costs will be very considerable”. As natural gas storage and transporting technology have
developed, the current cost of utilizing hydrogen in existing natural gas systems should
be much lower than in 1923, when Haldane made this prediction. Today, hydrogen has
already found a wide range of applications in industry and transportation and is being
considered for residential heating.

Beyond Haldane’s suggestion of utilizing wind power, technologies are now available
to generate renewable hydrogen from other sources, including renewable feedstocks [105],
solar energy [106], nuclear power [107], or directly from water electrolysis by renewable
grid power (P2G, Power to Gas) [108]. Hydrogen is categorized by color coding according
to various generation sources. Black or brown hydrogen uses black (bituminous) or brown
(lignite) coal in the hydrogen-production process, which is the most environmentally
damaging method as both the carbon dioxide and carbon monoxide generated during
the process are not recaptured. Gray hydrogen is the most common form used currently
and is generated from methane or natural gas through steam reformation. Hydrogen is
labeled blue when the carbon generated from steam reforming is captured and stored
(CSS). Green hydrogen is produced from renewable energy sources, such as solar or wind
power, using water electrolysis. Pink hydrogen is created through the electrolysis of water
by nuclear energy. Hydrogen has already been integrated into pipeline infrastructure, as
previously discussed. We can recall that Britain once had a high percentage of hydrogen
(around 50 vol%) in their town gas for over half a century. Therefore, blending hydrogen
into our existing pipeline should not be as difficult as the very early adoption of hydrogen
in the manufactured gas era. However, since current pipeline infrastructures around the
world are mainly designed for natural gas, blending hydrogen into the natural gas system
warrants some technical considerations regarding the fuel property differences between
natural gas and hydrogen.

Hydrogen has a much lower density compared to natural gas, and its high flame speed
and wide flammability range limit its percentage in the current natural gas infrastructure.
Therefore, the hydrogen utilization in the natural gas grid is still in the demonstration
stage, and the hydrogen-blending percentage is still on the lower end (generally under
10-20 vol%). Reference [109] lists the demonstration projects of hydrogen injection into
existing natural gas pipeline infrastructure.

Before trying to increase the percentage of hydrogen in residential pipelines, multiple
sectors need to be considered, including pipeline material, sealing, and compression system
adjustment. From a combustion perspective, the ability of end uses, such as residential
appliances being able to safely operate on hydrogen/natural gas mixtures, is important
to assess. Further, what adjustments should be made to existing appliances to increase
their tolerance level of hydrogen? Ironically, the process may look like a reversal of the
retrofit program undertaken in the U.K. to adapt appliances to switch from town gas to
natural gas.

Some preliminary studies have been conducted and are still ongoing in several coun-
tries. In the 1970s, Pangborn et al. [110] projected technical considerations on a typical
residential atmospheric burner (designed for natural gas) operating on hydrogen. In Europe,
the NATURALHY project was initiated in 2004, which aims to prepare for the hydrogen
economy. After the start of this project, De Vries et al. conducted both theoretical and
experimental research to investigate the feasibility of using hydrogen in our current natural
gas appliances. However, these studies mainly stayed on either atheoretical level or only
tested on fundamental burners [111-114].

In 2018, Jones et al. conducted tests on a commercial cooktop burner designed for
natural gas and successfully injected 34.7% hydrogen into the cooktop burner without
inducing flashback [115]. Around the same time, the California Energy Commission (U.S.)
sponsored the University of California, Irvine, to conduct a more comprehensive study on
existing natural gas appliances operating on natural gas/biogas and natural gas/hydrogen
mixtures. Using both experimental and numerical methods, this study investigated the
combustion performance of multiple commercial and residential appliances, including
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cooktop burners [116-118], oven burners [119], water heaters [120,121], room furnaces [122],
etc. The investigated combustion performance included flashback/blow-off limits, ignition
behavior, burner temperature, emissions (CO, UHC, NO, NO,, N,O, NH3), combustion
noise, efficiency, etc. In 2019, the University of Zaragoza worked with the BSH Home
Appliances Group in Spain on reaction mechanism simplification to generate numerical
models to predict combustion behaviors of appliances operating on hydrogen-rich fuel [123].
Additionally, in 2019, an appliance test project was initiated by E.ON, which is one of
the largest companies in Europe working on P2G programs. E.ON planned to raise the
hydrogen percentage in the natural gas pipeline grid to as much as 20% in Schopsdorf
(Germany). To help achieve this goal, 400 commercial and residential appliances were
selected for tolerance tests [124]. These activities are summarized in Table 9.

Table 9. Tests on residential appliances operating on hydrogen-enriched natural gas.

Organization Starting Time Appliances/Burners Description References
Gas Technology . Provided technical considerations of appliances
Institute, U.S. 1977 Atmospheric burner operating on hydrogen-rich natural gas. (110]
DNV GL Oil & Conducted fundamental analysis on natural
- . Fundamental . :
Gas/University of 2004 aspirating burner gas/hydrogen mixture properties and [111,114]
Groningen, Netherlands P & conducted experiments on a Bunsen burner.
Swansea University, UK, .
King Saud University, 2018 Cooktop burner Confu‘:::;lfxgirgi\:?;sbir;; /C%Olgff Erl‘lmer [115]
Saudi Arabia P 8 o ydrogen.
Conducted experiments on multiple appliances
. . . . Cooktop burner, oven and tested multiple performances (ignition,
University of California, 2018 b P .. b ¢ . 116.122
Irvine. US urner, room furnace, emissions, burner temperature, etc.) of various [116,122]
T water heaters, etc. appliances operating on hydrogen/natural
gas mixtures.
University of Zaragoza, Developed simplified reaction mechanism to
BSH Home Appliances 2019 Cooktop burner simulate the combustion performance of a [123]
Group, Spain cooktop burner.
Around 400 residential appliances were tested
E.ON/DVGW, Germany 2019 Various appliances while operating on hydrogen/natural [124]

gas mixtures.

As mentioned, hydrogen was already integrated into gas pipeline systems during
the manufactured gas era. Replacing part of pipeline natural gas with renewable hydro-
gen is thus plausible. Technical considerations regarding hydrogen compression, leakage,
pipeline material, etc., can draw lessons from the manufactured gas era. To increase the
hydrogen tolerance level of current natural gas appliances, insight can also be obtained
from the designs of manufactured gas burners. However, it should be noted that, since the
manufactured gas era, modern residential burner designs have more requirements. Besides
safety concerns, other requirements such as low emissions, high efficiency, ease of oper-
ability, longer lifetime period, and visual appeal must be considered in modern residential
appliances design. As a result, while “reversing” the transition from manufactured gas to
natural gas can give guidance, shifting from natural gas to natural gas/hydrogen mixtures
and perhaps ultimately 100% renewable hydrogen will require more effort.

2.5. Summary

When it comes to fuel consumption, technology advancement, or emission control,
the power generation, industry, and transportation sectors are usually first in line. The
residential sector, which is most related to our daily lives, is usually overlooked. However,
as discussed above, nearly every energy transition in human history was either initiated
by or highly influenced by the residential sector. From fuelwood to coal, then to oil and
different gaseous fuels, industry consumed large amounts of resources, which led to higher
prices being less affordable to residents. The old fuel depletion due to the industrial
sector drives the residential sector to seek less-expensive alternative fuels. For large fuel-
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consumption sectors such as industry, when the benefit of adopting the new fuel can balance
out with the cost of throwing out their old fuel-consumption devices, the fuel transition
will occur in these high-energy-consuming sectors. Therefore, in the energy transition,
industry usually has a time delay in adopting the new fuel due to the capital investment
required for their devices to adapt to the new energy source. However, the residential
sector is more flexible and price-sensitive due to the relatively low capital investment in
appliances and more flexibility in consumer adoption/replacement tendencies. Examples
besides appliances include electric vehicles, rooftop solar, IOT devices in the home, etc.
This places the residential sector in the pioneering position when energy transition occurs.
Therefore, investigating the energy transition in the residential sector is not only beneficial
to the residential sector study itself but can also help foresee future fuel transitions in other
energy-consuming sectors.

Fuel transitions have also been assisted or promoted by other factors, such as gov-
ernment policies and stricter emission regulations. For example, after the Great Smog
of London in 1952, the necessity of replacing coal with cleaner fuels was finally widely
accepted by the U.K. society. The Clean Air Act 1956 passed by the Parliament of the U.K.
was principally in response to the smog, which accelerated the transition of the U.K. from
coal consumption to gas adoption. This successful fuel transition is a great example of how
rational policy can play a leading role in energy transitions and emission control.

Yet, it is clear that air pollution problems in London were evident well before the
1950s. People were suffering from respiratory deceases due to coal combustion, and church
roofs were being damaged by the high sulfur content of coal ashes in the smog hundreds of
years ago before the London Smog in 1952. Numerous policies were put in place before
the Clean Air Act 1956, but they all failed in some manner. The successful adoption of the
Clean Air Act of 1956 is usually attributed to the human reflection and awakening after
the deadly tragedy of the 1952 London Smog, which finally ended the coal era in London.
Under this government-led energy transition, another critical factor that helped facilitate
the transition was the large amount of natural gas discovered in the North Sea in the
1950s. While this discovery did not have the public impact of the London Smog episodes, it
enabled Europe to use cheaper and cleaner natural gas than coal. As a result, one must ask:
Did the discovery of cheap natural gas or the Clean Air Act 1956 end the smog tragedy?
If the Clean Air Act were proposed in the Victorian era, would it be as successful as the one
in 1956, or would it have been another failed policy like its predecessors? It is apparent
that transitions require many factors to properly align in order for action to occur.

The discussion above touches on general trends in fuel transition. Of course, not
all countries in the world were participating in this transition or experiencing the same
processes. Even in the U.K. and the U.S., not every city was participating in the energy
transition. For example, while the U.S. transitioned into the natural gas era more than
50 years ago, around 10% of U.S. residential houses still use fuelwood or coal for resi-
dential heating. Other countries may not follow this procedure or may skip several steps.
For example, some developing countries in Africa or Asia continue to use biomass com-
bustion for residential heating, including dry bushes, tree leaves, and residuals of crops,
which corresponds to a fuel-consumption stage even preceding the fuelwood era in the
developed world. However, these later-developed countries may be able to skip some
energy-transition steps and directly enter the renewable gas era by adopting biomass gasifi-
cation technologies if assisted by the developed world. Certainly, the world must adopt
renewable resources in the near future to help combat climate change.

3. Domestic Gas Appliances vs. Electric Appliances
3.1. Lighting Market

A current debate is ongoing relative to transitioning from gas fuel combustion appli-
ances to those that run on electricity [125,126]. Such debates between residential devices
operating on electricity vs. gas fuel have been taking place since the introduction of tech-
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nologies that enabled widespread availability of the electric infrastructure in the 1870s. The
first battlefield between the gas and electricity industries was in the lighting market.

Before the 1870s, the lighting market was mainly dominated by kerosene and gas
lighting. However, as shown in Table 10, electrical systems started to be introduced at
this time, offering a possible alternative for lighting. In 1877, the first electric arc lamp
was tested on the street of Paris, which triggered interest in adopting electric lighting in
Europe. In 1878, London started to perform tests on electric streetlamps; however, this
project was ended a few months later due to the high cost of relatively scarce electricity.
While the electric lighting systems were being tested in the 1870s, the gas industry invested
in high-efficiency gas lamps to compete with electric lamps. In 1877, Dr. Carl Auer von
Welsbach opened the first factory in London to produce incandescent gas light mantles,
but the gas mantles did not gain much popularity until the 1890s. From the 1870s to the
1880s, electric lighting technologies advanced rapidly, including the invention of the light
bulb by Thomas Edison. The U.K. government passed the Electric Lighting Act in 1882 to
promote electric lighting adoption. Ironically, the market share of electric lighting remained
limited. In fact, the gas mantle lighting system started to take market share back from
electric lighting due to electricity price fluctuations.

Table 10. Lighting system development path since the 1870s.

Year Event References
Early 1870s Introduction of the electric dynamo posed a competitive threat to kerosene and gas lighting. [127]
Carbon arc lamp was first used in Paris in May 1877, which triggered the interest of London. [128]
1877 Dr. Carl Auer von Welsbach of Vienna invented the incandescent gas light mantle. Welsbach [53,129]
established the first factory to make gas mantles in London in 1877. ’
On 14 December 1878, the Holborn Viaduct electric lighting was switched on in London.
18781879 Afterward, four circuits, each with four lamps, were powered by a 20-horse-power Robey steam [128]
engine that drove a Gramme alternator and exciter. However, the experimental lighting was
shut down on 9 May 1879. The city engineer reported that the cost was 3.75 times that of gas.
1879 Edison invented the long-life light bulb and applied for a patent. [130,131]
1882 Electric Lighting Act (U.K.) led to the establishment of electricity undertakings on a statutory [132,133]
basis, but the high cost of electricity hindered the wide application of electric lighting. ’
1890s Gas mantle started to be widely used for streetlights. [133]
1900s-1910s By the early 1900s, the cost of electric lighting was becoming closer to that of gas. However, [21]
only the wealthy could afford to wire their houses until the 1910s.
World War I resulted in coal shortage and the coal gas quality fluctuation, which gave a
chance for electric lighting popularization. After World War II, the power-generation
After 1910s technologies and electric grid were rapidly developed, which brought down the electric [134]

lighting price, and electric lighting found wide applications not only in street lighting but also
in residential houses.

In the time around World War I, electric lighting started to gain favor due to shortages
in coal gas and related price fluctuations. As the technologies for electricity generation and
transport matured after World War 11, electricity prices dropped significantly, and electric
lighting dominated all market sectors as it still does today.

3.2. Cooking, Air/Water Heating, and Other Applications

The majority of energy consumption in residential homes is associated with lighting
and heating. Heating includes cooking, air (space) heating, water heating, and other small
applications such as irons, dryers, and kettles.

It is believed that the first successful commercial cooking range was from the United
States. In 1915, George A. Hughes from Iowa applied for a patent on his invention—an
electric range with simple heating element wires set in clay bricks [135]. In 1918, Hughes
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merged his company with General Electric. In the 1920s, electric appliances started to
appear in residential homes in both the U.S. and Europe due to the thrust of appliance
manufacturers such as General Electric, Westinghouse, and Siemens [136-138]. Figure 9
shows the evolution of the appearance of electric cooking ranges. Not much change is
evident even over 100 years. When it was first developed (as shown in Figure 9a), the
electric wires were in parallel; then, they were optimized into coil shapes to promote better
contact and support to the cooking utensils. Figure 9b shows an image from the TV show
“The French Chef” with Julia Child cooking with electric stove tops in the early 1960s. Even
today, the basic electric stove tops remain similar, as shown in Figure 9c.

©) ' (d)

Figure 9. Historic appearance of electric cooking range: (a) Cooking range invented by Hughes,
1915 [135]. (b) Julia Child cooking with an electric range, 1963 [139]. (c) Electric cooking range on
market, 2022. (d) Induction cooking schematic [140].

In recent years, another type of electric cooking technology, induction, has gained
popularity. Induction cooking technology is based on the principle of static magnetic
fields. Alternating current flowing through an induction coil generates a magnetic field
with changing polarities. This alternating field “induces” eddy currents that are trapped
within the steel material that forms the base of the pan and transfers heat to the food
it contains. The induction cooking surface provides a “clean” appearance and higher
efficiency compared to traditional electric stoves. However, it is generally more expensive
and also requires specific cooking pots and pans that are made of magnetizable materials.

Compared to gas cooking appliances, electric cooking appliances usually have higher
operating efficiencies. In the U.S., the average efficiency of gas stoves is around 40%, which
is significantly lower than the 74% efficiency of their electric competitors [141]. In Europe,
electric cooking appliances have similar efficiencies as that of the U.S., but gas cooking
appliances have a higher range of efficiency, from 52% up to 69% [140].

However, despite their early appearance in the market and evolution over 100 years,
electric appliances do not dominate the current residential market. The high price and
maintenance fee of electric appliances and electricity itself is part of the reason. Addition-
ally, when considering the “source to pot” efficiency, it is evident that many losses occur.
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As shown in Figure 10, the total system efficiency of utilizing electric appliances not only
includes the appliance efficiency itself but also includes the efficiency of electricity produc-
tion and transmission process. Currently, most of the electricity in the world is generated
from fossil-fuel-based power plants, whose highest efficiency is around 60% [142]. Further,
according to the U.S. EPA, in 2019, the average efficiency of fossil-fueled power plants
in the United States was only 36% [143]. Figure 10b compares the efficiencies of cooking
appliances using multiple energy sources. As shown, even if the end-use efficiency of
electric cooking appliances is assumed to be relatively high at 80%, the total efficiency is
only around 18%, which is much lower than the natural gas appliance efficiency of 45%.
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Figure 10. Efficiency of residential cooking appliances using different energy sources: (a) System
efficiency considerations of utilizing electric appliances. (b) Efficiency comparison among cooking
appliances [140].

Figure 10b shows an efficiency comparison of different types of residential cooking
appliances. Cooking applications exhibit smaller variations in system efficiency due to
the large energy loss in the cooking process. However, when it comes to air-heating and
water-heating appliances, the gas appliance total system efficiency is higher than the electric
competitors. The operating efficiency of residential gas-fired air furnaces is typically greater
than 80% [122,144]. Tankless water heater efficiencies are typically greater than 90% [120].
With the large gap between electric appliances and gas appliances in the water-heating
and space-heating applications, it does not seem likely that energy savings will result from
electrifying residential homes.

One possible advantage of electrifying residential houses is shifting the emissions of
greenhouse gases and other pollutants such as CO/NOx to the electricity generating sector,
which is mainly power plants. It is relatively easy to control the emissions from a few
power plants rather than from millions of households. However, as electrification increases,
more demand for electricity will occur, which will likely drive prices up. Further, with the
higher penetration of clean but intermittent renewable energy sources, such as solar and
wind, electrifying residential homes may add extra dispatchable fossil-fuel-based power
and/or expensive energy-storage devices. This might increase the total greenhouse gas
emissions, which is quite the opposite of what is intended. Combined with the decrease in
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electric appliance efficiency compared to gas-fueled appliances, an even greater impact on
the electrical system results again, foreshadowing higher electricity prices.

Figure 11a shows the U.S. natural gas consumption in the residential sector from 1949
to 2020. After the 1970s, natural gas consumption reached a plateau. Starting in the late
1980s, natural gas consumption showed a slowly increasing trend, with a small surge before
the COVID-19 pandemic. As shown in Figure 11b, in 2019, about 16.1% of natural gas
was consumed in the residential sector, which is the third-largest percentage after power
generation and the industrial sector. In the near term, if renewable power supplies are not
available, electrification of the residential sector will require this 16.1% to be provided by
power generation. As shown in Figure 11c, this electrification will increase the total natural
gas consumption by 25%, and the natural gas consumption percentage in the electricity
generation sector will increase from 36.3% to 59%, if not assisted by renewable electricity
supply. The total U.S. natural gas consumption will also increase by 16% up to more than
36 M cubic feet per year. This assumption is relatively conservative since the efficiency
difference of the cooking appliances in Figure 10b is used to predict the system efficiency
decrease in the residential sector. If considering the larger system efficiency gap of water
heaters and air furnaces between using gas and electricity, even more natural gas would be
consumed in the electric-power-generation sector.

U.S. Natural Gas Total Consumption
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Figure 11. Natural gas consumption situation in the United States and future prediction: (a) U.S.
natural gas residential consumption from 1949 to 2020 [145]. (b) U.S. NG consumption in 2019 (before
pandemic) [145]. (c) U.S. NG consumption prediction.

The challenge for this transition is significant. The State of California in the United
States is one of the most ambitious regions in the world, promoting renewable energy and
reducing carbon emissions. In September 2018, California passed Senate Bill 100, setting
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a world-leading precedent by committing to 100% renewable electricity by 2045 [146].
Together with the renewable electricity goal, California also aims to electrify home ap-
pliances [11,147-149]. Yet, even with these actions, a significant time lag in available
renewable electricity resources is likely, which warrants an approach with diverse sources
in the near term. Figure 12 shows the natural gas consumption by different appliances in
residential homes of California (U.S.), which reveals that water heating, air (space) heating,
and cooking dominate the use of natural gas [150]. The column charts show the energy
sources for these three sectors in large representative cities of California. More than 60% of
the households in California use natural gas to cook, and more than 80% of the households
use natural gas to heat water and space [151]. Based on the current status, electrifying
Californian residential homes will face great challenges. The increased demand for re-
newable electricity will likely increase utility costs for consumersm, which may hinder
the progress of electrifying residential homes. It is estimated by the California Building
Industry Association (CBIA) that it could cost (1) USD 7200 per household to upgrade
wiring and electrical panels to purchase new appliances, (2) USD 877 higher annual utility
costs per household, and (3) an overall cost increase of USD 4.3 to USD 6.1 billion per year
in California [152]. It should be noted that when the U.K. was undergoing the transition,
the cost of replacing appliances across the country was covered by the government-owned
British Gas Council. For countries with a free market today, the cost of converting gas appli-
ances to more expensive electric appliances is less likely to be covered 100% by electricity
utility companies.
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Figure 12. Energy-consumption status by residential appliances in California (U.S.) [150,151].

It is apparent that electrifying residential homes must be assisted by renewable energy
sources. This is exacerbated by the fact that current renewable electricity availability is far
less than that needed to replace the fossil fuel power supply. Governments around the world
are trying to establish policies to increase the percentage of renewable electricity generation.

The discussions above focused on energy consumption and cost concerns. However,
another important challenge is people’s acceptance of using electric over gas appliances.
If not considering possible higher electricity bills, people may have less concern for adopt-
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ing electric appliances for heating air and water because they cannot feel the difference
between gas and electric appliances from the heated air or water. However, when it comes
to cooking, a clear preference of gas over electricity is evident. In 2014, a survey was
conducted among 100 professional chefs across the United States, and 96 reported they
prefer using gas burners. The reported advantages of using gas stoves include fast response
speed and controllability, high adaptability of cookware, simple cleaning, and inexpen-
sive maintenance [153]. Advantages of gas over electric cooking appliances have been
highlighted since the introduction of electric cookstoves 100 years ago. Given the limited
advances in either gas or electric cooking appliances in past decades, sentiment regarding
the preferred fuel has not changed. Even though Julia Child used electric stoves on the TV
show in the 1960s, it still did not popularize them enough to displace gas ranges. It is also
interesting to note that while Julia Child used electric appliances on TV, she actually had a
gas stove in her own house [154]. The reason she used the electric stove on TV was more of
a sponsor issue. When WGBH planned to shoot the scene at the demonstration kitchen of
the Boston Gas Company, they learned that the kitchen was dismantled in 1962. As a result,
the Cambridge Electric Light Company offered to provide their electric demonstration
kitchen for the “The French Chef” [155]. Moreover, General Electric was the co-sponsor
for this show and provided the electric stove. Besides her personal use of a gas range, in
published letters to her book editor and friend Avis Devoto, it was also clear that Julia
Child strongly preferred cooking with gas [156]. It should be noted that the promotion of
any specific energy form might have been motivated by the pursuit of profits.

3.3. Summary

It took less than 40 years for electricity to take over residential lighting since the first
arc lamp was lighted in 1877 on a street in Paris. However, more than 100 years have
passed since electric appliances for cooking and heating were first introduced, and they
still remain a small portion of the heating appliances market. This might be caused by the
intrinsic disadvantage of electric appliances for cooking and heating. In reality, people do
not necessarily need electricity to heat food, air, and water.

For lighting systems, electricity has the intrinsic advantage of converting to light with
high efficiency. However, combustion converts most of the energy in the fuel into heat,
which is what is needed for cooking and domestic heating. If heat is required to first be
converted into electricity in power plants before the output electricity is transported into
residential homes, it needs to be converted to heat again. The energy loss in this process
is significant.

Currently, the major consideration of electrifying residential homes is to reduce emis-
sions from the residential sector and allocate the emissions into the power-generation sector.
As discussed above, due to the efficiency loss in this appliance-conversion process, there
might be an increase in greenhouse gas emissions if this conversion is not assisted by the
high uptake of renewable electricity from solar, wind, or hydro power. This renewable elec-
tricity adoption might be practical for cities that have access to renewable energy sources.
California, for example, has implemented policies to reduce carbon emissions by requir-
ing solar panels to be added to any new residence constructed from 2020 onward [157].
However, this policy might not be practical for cities such as London or Seattle, where
solar energy is much less abundant than in California. Even if London could utilize the
electricity from offshore wind farms, energy loss in the electricity transport through the
grid would occur.

Therefore, instead of electrifying all residential homes, another strategy has already
been in commission: replacing pipeline natural gas with renewable gases, including biogas
and hydrogen. This method of adopting renewable energy requires much less investment
for replacing appliances and wiring adaptation for electric appliances and takes advantage
of existing infrastructure widely prevalent in most developed regions.

Table 11 compares various aspects of electrification vs. using renewable fuels.
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Table 11. Comparison between electrifying residential homes and adopting renewable gases in

residential pipelines.

100% Electrifying Residential Homes

Adopting Renewable Gases in Pipelines

System Efficiency

System efficiency decreases due to the energy loss in
the electricity-generation process.

The efficiency should not change significantly.

Carbon Reduction

Shifting the carbon emissions to power plants may
increase total carbon emissions if not assisted by
renewable energy sources.

Carbon emissions will drop in proportion to the amount
of biomethane or renewable hydrogen adopted.

Combustion Pollutants

Shifts pressure to power plants to reduce emissions.

Pollutants do not change much [116].

Need to replace all the gas appliances with electric

Do not need appliance upgrades for biomethane

Appliance upgrade appliances, potentially together with upgrading the adoption. Need studies on hydrogen
house’s wiring system. fuel interchangeability.
Cost Electric appliances are usually of a higher price,and =~ Gas price might increase due to limitation of renewable

electricity price is more expensive than gas.

gas source availability.

Technology Availability

Technology available.

Technology available.

Energy Security

Might be vulnerable when blackout occurs due to a
single type of energy source.

Energy system is more diverse.

People’s Acceptance Level

Appliances’ performances should be consistent

Gas cooking appliances are usually preferred. or improved.

A full energy transition from gas to electricity in the residential sector remains a
current area of debate. Regardless, if it is ultimately achieved, residential gas pipelines
should be and already are adopting renewable fuels.

4. Technical Considerations of Adopting Renewable Fuels in Residential Burners

Adopting renewable fuels in residential homes requires the technical evaluation of
fuel-interchangeability studies on residential burners, including burner design principles
and properties of renewable fuels.

4.1. Working Principles of Residential Burners

Residential burners are usually mounted in domestic appliances. Compared to higher
heating load gas burners designed for turbines or industrial applications, residential burn-
ers usually adopt simple designs that are easily manufactured, maintained, or replaced
if damaged. Lacking complicated fuel/air flow control systems, most residential burners
adopt self-adjusting fuel/air mixing technologies. The most common, if not the only, burner
type in residential appliances is self-aspirating, also called an aspirated burner, whose
flame type is usually partially premixed. This combustion technology was first introduced
in the 1850s by the German chemist Robert Wilhelm Bunsen, who invented the later Bunsen
burner and influenced the combustion applications and the gas industry significantly [52].

Figure 13a shows a model of the Bunsen burner. It is an atmospheric burner with a jet
from a gas-aspirating part, and the air can be entrained through adjustable shutters into a
fuel/air mixing tube before reaching the burner port for combustion. Due to the pre-mixing
of fuel and air before combustion, the soot formation and carbon monoxide emissions are
significantly diminished, and the flame length or position is more controllable by adjusting
the air shutter. Therefore, the Bunsen burner gained popularity not soon after it was
introduced to the public and was modified into various applications. Figure 13b shows a
domestic aspirating burner for cooking and water heating in the late 19th century. As shown,
the fuel is supplied to the burner through a valve at the bottom and then entrains some air
through the small circular openings on the burner surface before reaching the flame zone.
Till today, self-aspirating burners are still dominant in residential appliances. Figure 13c
shows a representative cooktop burner that is available on the market today. As shown,
fuel is injected into the burner head while entraining a small amount of surrounding
air. Part of the mixture flows out of the ignition ports and arrives at the ignitor through
the ignition tube. After ignition, the flame propagates to the burner head, and a full
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flame is established. Figure 13d shows that most of the current representative appliances
on the market, including cooking, air-heating, and water-heating applications, use self-
aspirating technology. As can be seen, most of the flames appear blue in color due to
their relatively low equivalence ratio at operating conditions, which helps reduce soot,
unburned hydrocarbons, and carbon monoxide emissions. However, due to different
heating purposes, some appliances might glow yellow /red in color. For example, outdoor
grillers usually have yellow tips to enhance heat transfer in grilling. A gas fireplace’s flame
appearance is close to a diffusion flame because it needs the soot radiation to heat the
surrounding space.
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Figure 13. Domestic burner technology and appearance. (a) Bunsen burner. (b) Domestic burner
from the 19th century [50]. (c) Current cooktop burner. (d) Representative residential appliance
burners on market.

Due to the simple burner design and outstanding combustion performance, self-
aspirating combustion is not only the most common combustion technique in residential
homes but also in laboratories and the light industry.

Although these residential burners adopt the same combustion technology, their
appearances might still be distinct from each other. Figure 14 shows the most common
self-aspirating burner types in residential burners. Figure 14a shows the configuration of a
flat self-aspirating burner, which usually has the fuel and primary air inlet at the burner
bottom and flame at the top. The primary air is usually not adjustable for this simple
design, and it is hard to replace the designated fuel with alternative fuels. This burner type
is widely adopted in cookstoves and storage water heaters. Figure 14b is a tube burner,
which is usually equipped with an air shutter at the fuel-injection location. This burner
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is used in ovens, broilers, outdoor grillers, etc. Figure 14c is a Venturi jet burner, which
has the primary air suction openings at the smallest diameter of the burner. The Venturi
effect produces a low pressure at the primary air opening area, thus helping aspirate more
primary air into the burner. This burner type is usually used for higher-heating-load
residential appliances, such as laundry dryers and room furnaces.
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Figure 14. Self-aspirating or aspirated burner types in residential appliances. (a) Flat/surface burner.
(b) Tube burner. (c) Venturi burner.

4.2. Fuel Properties

As discussed in the earlier chapters, the most used fuel in residential pipelines is natu-
ral gas, whose major content is methane. In the manufactured gas era, the major contents
were carbon monoxide, hydrogen, and some higher hydrocarbons. Due to the toxicity of
carbon monoxide, it is considered to be a dangerous substance in the residential pipeline
and has already been eliminated in most residential pipeline systems around the world.
However, due to its carbon-free property and ease of production from renewable energy
sources, hydrogen might play an important role in future residential pipeline systems.
Therefore, Table 12 lists the key physical and chemical properties of representative residen-
tial gaseous fuels. The major fuel properties are from [158,159], with exceptions noted.

Table 12. Property comparison among common residential fuels (at 298.15 K and 1 atm).

. . Propane Ethane Methane Carbon Hydrogen
Fuel Properties Unit (CsHg) (C,Hy) (CH,) Monoxide (CO) (H,)
Density kg/m3 1.808 1.219 0.648 1.131 0.0813
Viscosity 10~° Pa:s 0.82 0.94 1.11 1.8 0.89
Laminar Flame Speed (¢ =1) m/s 0.46 0.45 0.43 0.17 [160] 2.1
o ¢ 0.51 0.50 0.46 0.34 0.1*
Low Flammability vol% 2 3 5 125 4
. - ¢ 2.83 2.72 1.64 6.76 72*
High Flammability vol% 11 14 15 74 75
Ignition Energy (¢ =1) 10757 30.5 42 33 - 2
Quenching Distance (¢ =1) mm 2.0 2.3 2.5 - 0.64
Adiabatic Flame Temperature (¢ =1) K 2267 2259 2226 2400 2318
. MJ/m3 83.9 57.9 324 115 9.8
Lower Heating Value MJ/kg 46.4 475 50.0 10.2 120.1
. . MJ/m? 91.1 63.3 36.0 11.5 11.6
Higher Heating Value MJ/kg 50.4 51.9 55.5 102 142.1
Wobbe Index MJ/m?3 73.7 62.4 48.6 11.8 443

* It should be noted that the flammability range in [158] has errors. The correction is made through personal
communication with Prof. Stephen Turns, and a corrigendum has been published under [117].
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Lower hydrocarbons have smaller sizes of molecules, which result in a lower density
and ease of leakage. Currently, the leakage of natural gas into the atmosphere from residen-
tial buildings is becoming a concern for climate change [161]. Additionally, if pipeline gas
contains carbon monoxide, the leakage of this gas can be detrimental due to the density
similarity between carbon monoxide and the air, which makes it harder for it to dissipate
out of residential houses. Hydrogen has the smallest molecule and thus the lowest density
among all the combustible fuels; therefore, hydrogen can more easily leak from pipelines.
However, some studies also show that the leakage rate of hydrogen is at the same level as
natural gas in low-pressure infrastructures such as a pipeline in residential buildings [162].
Due to the high reactivity of hydrogen, the leakage danger can be a big challenge in its
residential applications. Some researchers are also arguing that the leakage of hydrogen
might be less dangerous compared to other fuels because the low density of hydrogen
increases its ventilation rate. Both numerical and experimental studies were conducted
to evaluate the danger level of hydrogen leakage in residential houses, and results show
that the ventilation rate of leaked hydrogen is highly dependent on the leakage rate and
location [163,164]. There is no definite conclusion yet regarding the danger level of natural
gas and hydrogen leakage.

Another important fuel property is the flame speed of the fuel. Table 12 compares
the laminar flame speed of different fuels at stoichiometric conditions. As shown, listed
hydrocarbons have a very similar flame speed, which is between 0.4 and 0.5 m/s. It is
important to note that the laminar flame speed of hydrogen is around five times that of
methane. This might increase the danger level of flashback when replacing the pipeline’s
natural gas with hydrogen.

Another property difference is the fuel flammability range in air. Methane, which is the
major content in natural gas, has a relatively small range of 5-15%. This property makes it a
“safe” gas to be used in residential buildings. Ethane and propane have similar flammability
properties. However, carbon monoxide and hydrogen have much wider flammable ranges,
especially hydrogen. Hydrogen can be ignited when its volume percentage in the air is
between 4% and 75%. This property brings extra challenges to fuel/air flow rate control
and burner design.

The high reactivity of hydrogen is also reflected in its low ignition energy and smaller
quenching distance. However, these properties also have positive influences on combustion
performance. For example, the ease of hydrogen ignition can reduce the ignition time, which
decreases the fuel leakage in the ignition process. Moreover, the high reactivity can also
increase the flame stability to allow combustion to take place at a fuel-lean condition, which
helps decrease thermal NOx emissions by deviating the reaction from the stoichiometric
condition. On the other hand, the adiabatic flame temperature of hydrogen is slightly
higher than that of methane (around 4% higher in stoichiometric conditions). Therefore, in
stoichiometric conditions, if the heat-release rate is kept constant, the theoretical thermal
NOx of hydrogen flames is slightly higher than that of methane.

An important fuel property for combustion is the heat-release rate, which is closely
related to the heating value and the Wobbe Index. The heating value is either interpreted
on a volume base or on a mass base. A higher heating value is usually used to describe
the total heat release from the fuel, including the latent heat from the water in the exhaust.
In contrast, a lower heating value does not consider the latent heat. It should be noted
that natural gas is usually sold from utilities to customers with a higher heating value;
however, most residential appliances cannot recover the latent heat. This means that we
pay the gas bill for the higher heating value of the fuel, but we only use the lower heating
value of the gas. It is important to note that some modern high-efficiency appliances, when
equipped with water-condensing heat exchangers, can recover the latent heat from the
exhaust. These appliances are usually of higher heating loads, such as room furnaces or
water heaters. Appliances with water-condensing systems are usually labeled as having an
energy efficiency higher than 90%.
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As shown in Table 13, the volumetric heating value of a gaseous fuel decreases as the
fuel reaches lower hydrocarbons or carbon/hydrogen-free. However, on a mass base, the
heating values of hydrocarbon fuels are at a similar level. Although the volumetric lower
heating value of hydrogen is at 9.8 MJ/m?, which is around 30% of methane, the heating
value of hydrogen on the mass base is more than twice that of natural gas. The Wobbe
Index is usually correlated to the heat-release rate in combustion applications. It should
be noted that although methane and hydrogen have distinct heating values, their Wobbe
Index values are very similar, which is a positive sign for fuel interchangeability.

Table 13. AGA flame code classifications.

Code Flame Description
+5 Flames lifting from ports with no flame on 25% or more of the ports.
+4 Flames tend to lift from ports but become stable after short period of operation.
+3 Short inner cone; flames may be noisy.
+2 Inner cones distinct and pointed.
+1 Inner cones and tips distinct.
0 Inner cones rounded; soft tips.
-1 Inner cones visible; very soft tips.
-2 Faint inner cones.
-3 Inner cones broken at top; lazy wavering flames
4 Slight yellow streaming in the outer mantles or yellow fringes on tops of inner cones.

Flames deposit no soot on impingement.
Distinct yellow in outer mantles or large volumes of luminous yellow tips on inner

-5 . ..
cones. Flames deposit soot on impingement.

4.3. Interchangeability Considerations

Although all of the fuel properties can influence the combustion performance, there
are some essential parameters that need to be considered ahead of other ones when it comes
to fuel interchangeability. For example, the heating value and the Wobbe Index are two
priorities regarding the heat-release properties of the fuels.

4.3.1. Heating Value and Wobbe Index

The major function of fuel is to convert its chemical energy into heat—this potential
is presented as the heating value. Due to the similarity between natural gas and methane
properties, methane is used to conduct analysis. The higher heating value and Wobbe Index
of methane and other fuel mixtures are plotted in Figure 15.

Figure 15a shows the heating value curves of methane and other fuel mixtures. The
volumetric heating value of methane is 36.0 MJ/ m? (298 K, 1 atm). With alternative fuels
mixed with methane, the higher heating value of fuel mixtures shows a linear change.
When methane is mixed with fuels of a higher heating value, such as propane and ethane,
the volumetric heating value shows an increasing trend. However, when methane is mixed
with hydrogen and carbon monoxide, the heating value of the mixture shows a decreasing
trend. Due to the similarity of the higher heating value between hydrogen and carbon
monoxide, the two lines overlap.

Differing from the fuel mixture heating value plot, the Wobbe Index plot does not
show a linear plot due to the definition of the Wobbe Index.

Higher Heating Value

Wobbe Index = — :
\/Fuel Specific Gravity

)

While the Wobbe Index is widely adopted today, the concept of using the heating
value over the square root of fuel density as a fuel-interchangeability parameter originates
from an American Gas Association (AGA) study in the 1920s, as mentioned in the previ-
ous discussion. In this study, a “C-index” of change in performance of appliances was
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established as a critical parameter, which is the predecessor of the widely used Wobbe
Index today.
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Figure 15. HHV and WI of methane/alternative fuel mixtures. (a) Higher heating value of
methane/alternative fuel mixtures. (b) Wobbe Index of methane/alternative fuel mixtures.

To illustrate why the Wobbe Index can be used to predict the interchangeability of
the heat-release rate, the Bernoulli equation can be used as a starting point, and a few
assumptions can be made that are applicable to typical operating conditions of appliances.
By assuming the fuel flow is at a steady state and the flow is incompressible (constant fluid
density) and inviscid, the Bernoulli equation is reduced to Equation (2).

1 1
P1+§PfV12 = P2+§PfV22 (2)

In the above equation, p; is the natural gas pressure in a household pipeline, which
is at a low level, around 2000 Pa. For most appliances, combustion usually takes place
in open-air conditions; therefore, p; is the atmospheric pressure. Equation (2) can be
rearranged to solve for the volumetric flow of the gas exiting the fuel port:

2Ap
— % ®)
(-G

As shown, the volume flow rate of the fuel is a function of the fuel density, fuel flow
areas, and pressure drop from the household pipeline to the combustion device. However,

Vi=A
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due to the relatively small orifice area for the combustion device compared to the gas feed
cross-section, (A, /A1)? can usually be ignored, which leads to Equation (4).

. 2A
Vi=A Tf” (4)

Therefore, the heat output of a combustion device can be presented as

2Ap HHV
Pair \/ng

Based on the assumption of constant density and neglecting the viscous effect, the
heat output of the combustion device is only a function of the heating value over the square
root of the fuel-specific density.

g=V/HHV = )

Wobbe Index = HHV ~q (6)

/ng

The reason why the Wobbe Index is good at predicting the heat output of different
combustion devices is due to the validity of the assumptions in practice. The Mach number
of the gas flow in the household pipeline is much smaller than 0.3. Therefore, it can be
assumed that the gas is incompressible in the pipeline. When the gas flows through the
orifice of a combustion device, the gas pressure drop can accelerate the flow, which will
result in friction loss. However, the gauge pressure in the pipeline is only at around
2000 Pa, which is less than 2% of the atmospheric pressure. Therefore, the pressure loss is
not significant.

The Wobbe Index of methane and alternative fuel mixtures (assuming alternative fuel
takes x% of the volume in the fuel mixture) are given by Equation (7).

(1 - XO/O)HHVCH4 + x%HHV

\/ (1=x%)pocHa+x%pal
PAir

Wiy =

@)

As shown in Figure 15b, although the heating values of hydrogen and methane are
significantly different, they have similar Wobbe Index values. This observation leads to the
consideration that part of the pipeline natural gas can be replaced with hydrogen without
influencing the heat output in current combustion devices. In other words, a 5 kW burner
will retain a nearly 5 kW rating when operating on natural gas/hydrogen mixtures.

4.3.2. AGA Indices

Even though the heating value and Wobbe Index are essential indicators for fuel
interchangeabilities, they cannot predict all the other combustion performances, such as
flame characteristics, flashback limits, and emissions. For example, due to the nonlinear
character of the Wobbe Index definition, a 37% hydrogen/63% methane mixture has the
same Wobbe Index as pure hydrogen. These two different fuel classes might have the
same heat-release rate in a combustion device; however, their combustion performances
should differ from each other significantly. Therefore, there are also other flame indices
that can help predict the combustion performances besides the heat-release rate, such as
flame lifting, flash-back, and a yellow tip.

The most widely applied flame indices are AGA flame indices regarding flame lifting
(Ip), flame flashback (Ir), and yellow tip (Iy) [82,165,166]. It should be noted here that
in [82], the flame-lifting index (I}) was wrong.

Ka

T ek 0(2)) Y
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sts H;
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- K lifting limit constant; a: volume of air theoretically required for complete com-
bustion; f: primary air factor; H: a higher heating value of the fuel (unit: kJ/N-m?);
Y: yellow tip coefficient.

- Subscripts 2 and s: designating adjustment and substitute gases, respectively.

AGA flame codes are listed in Table 13. When the code stays at low absolute values,
the flame is predicted to be acceptable. Gas utility companies usually have their own AGA
index regulations. For example, the SoCalGas Company in the U.S. has the following
requirement: Iy <1.06,Ir <1.2,Iy > 0.8.

4.3.3. Weaver Indices

Another series of the interchangeability index is the Weaver index series [82]. This
series included the considerations of all AGA indices and three other additional indices.
The additional indices are the consideration of the Wobbe Index, primary air entrainment,
and incomplete combustion prediction.

The heating load index (Jy) is the ratio of the substitute gas Wobbe Index over the
original gas Wobbe Index. As Ji; becomes close to 1, it becomes easier to keep the heating
load constant while replacing the original fuel with the substitute gas.

HgvD,  WIg
Ju = = = (11)
Ha Ds WIH

- D:specific density of the fuel

The primary air index (J4) shows the change in the primary air that accompanies a
change of gas. It is indicated by Weaver that this index not only provides an accurate
measure of primary air to burn two gases but an almost accurate measure of secondary air
as well. The ideal value of |4 is also 1.

as\/m
2v/Ds 12)

- a: volume of air theoretically required for complete combustion

Ja=

The lifting index (J1) notes the relative tendency for flames of the two gases to lift
from the burner ports. When |, = 1, the two gases are interchangeable regarding the

flame position.
- 55100 — Qs
Ju=1]a 3,100 0, (13)
- S:flame speed of the fuel in the air.
- Q: percentage of oxygen in the gas.

The flashback index (Jr) shows the relative tendency for flames of the two gases to

flash back into the burners. Jr = 0 indicates there is no difference between the gases in
this respect.

S
Jr = Si —14J,+04 (14)
a

The yellow tip index (Jy) indicates the tendency of fuel-producing soot, therefore
yellow tips, in flames. As shown in the definition, the higher content of carbon in a fuel,
the higher the index can be. Therefore, the ideal value for Jy is 0.
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NS - Na
110

- N: the number, in 100 molecules of gas, of the total carbon atoms minus one, except
for methane.

Jy=7Ja+ -1 (15)

The last index in this series is the incomplete combustion index, which is used to
represent the tendency of a fuel to produce unburned hydrocarbons or carbon monoxide
in the exhaust. When the two gases are equally likely to liberate carbon monoxide during
combustion, J; = 0.

R
J1 = Ja —0.366—> — 0.634 (16)
Rq
- R:the ratio of hydrogen to carbon atoms contained in the fuel.

4.3.4. Other Indices

The AGA indices and Weaver indices are the two most widely applied flame index
series regarding fuel interchangeability. Although the Weaver index series (six total) is
more comprehensive in covering flame characteristics, the three AGA indices are more
commonly adopted by gas utilities around the world. This is because gas utilities usually
have their own regulations on fuel species, the heating value, and the Wobbe Index. These
basic regulations from utility companies ensure that the combustion performance of the
substitute fuel does not deviate from the original fuel too significantly. After the substitute
fuel meets all requirements, the application of the AGA Index can help further test the
flame lifting, flashback, and yellow tip performance.

Besides the AGA and Weaver indices, there are also other indices developed around
the world to predict interchangeability among gaseous fuels. They are usually considered or
adopted in scientific research because they are either too focused on one or two combustion
performances or too complicated to be applied in industrial applications. The other indices
are listed in Table 14.

Table 14. Flame indices besides AGA and Weaver indices.

Name Description Reference

Similar to Wobbe Index, which predicts heat-release

Knoy index rate interchangeability. [167]
This series of indices mainly considers the incomplete
Dutton indices combustion behavior or near blow-off condition for [168]
higher hydrocarbons. It consists of incomplete
combustion index, lift index, and soot index.
Delbourg indices This series is composed of two indices: yellow tip [168-170]

index and soot-formation index.

5. Residential Burner Performance Evaluation
5.1. Efficiency

Efficiency, which is directly related to the utility bill, is one of the primary considera-
tions for a residential householder choosing an appliance. Therefore, improving efficiency
has always been a motive for appliance manufacturers to upgrade their products. To guide
the residential sector to a higher energy-efficiency level, regulations are also being improved
to promote this process worldwide [171]. Among all the energy-efficiency-promoting pro-
grams, the most influential one might be the ENERGY STAR program executed by the U.S.
Environmental Protection Agency and the U.S. Department of Energy in 1992 [172]. Over
the past few years, this program has been adopted worldwide, including in the European
Union, Japan, and Australia.

For gas appliances, the efficiency of an appliance is closely related but not equal to
the burner’s combustion efficiency. The combustion efficiency of a burner is the ratio of
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the total heat release over the total chemical energy in the fuel. Therefore, the major com-
bustion efficiency loss is from the unburned hydrocarbons or carbon monoxide emissions.
In modern residential appliances, these emissions are mostly at the ppm level, which makes
the combustion efficiency close to 100%. Therefore, the appliance efficiency loss is most
likely from aspects regarding the appliance’s inner structure design, including the burner
location, heat-exchanger arrangement, etc.

It should also be noted that a high appliance efficiency can also be coupled with a low
combustion efficiency, which might increase the emission levels. For example, in a cooktop
burner support rack optimization process, it was found that the lower rack could shorten
the distance between the flame and the cooking utensil, which helps reduce radiation
loss to the environment, thus increasing efficiency. However, this also results in flame
impingement onto the cooking utensil surface and can increase the carbon monoxide
emission level and also degrade the cooking utensil’s lifespan [173]. Therefore, improving
appliance efficiency is a task that involves numerous aspects; sometimes, a compromised
efficiency level should be adopted to optimize other aspects of the appliance’s performance.

Among various residential appliances, water heating and air heating efficiency are
relatively easy to measure using the energy output/input method. Most of the existing
room furnaces can easily achieve an energy efficiency of 80%, and water heater efficiency
can be higher than 90% with a latent-heat-recovering (water-condensing) system [120,122].

Compared to the mature efficiency testing method for air/water-heating appliances,
there is yet to be a universal efficiency testing standard for cooking appliances. In contrast to
air/water heating, heating food to a certain temperature is not the only purpose of cooking,
so it is relatively hard to define a perfect cooking process. However, efforts are still being
made around the world to quantify cooking efficiency to help improve cooking appliances’
performance. As shown in Table 15, the most common ways to evaluate cooking efficiency
are food cooking, water boiling, and object heating. Cooking a specific food is an intuitive
way to evaluate cooking performance. For example, Oberascher [174] used boiling eggs
and cooking potatoes to evaluate the cooking performance of different cooking appliances.
To evaluate the cooking results, the egg yolk status was scaled to five levels: very liquid,
liquid, a firm outer edge, can be separated from the egg white, firm, and dry. The egg yolk
status was also coupled with the yolk color judgment to distinguish the cooking efficiency
of different appliances. Cheng [175] conducted experiments on meat and used the meat
moisture loss rate as one of the cooking efficiency measurement methods. The food cooking
method is effective in evaluating the cooking performance at one location and time, but it
is relatively hard to repeat the results for other testing locations or even the same location
at different times due to the tested food quality variation. Moreover, it is also hard to
generate a universal quantified standard to evaluate the cooked food characteristics related
to cooking efficiency.

Table 15. Cooking appliance efficiency evaluation methods.

Name Method Reference

Cooking a specific food (egg, etc.) and evaluating
the food appearance to interpret efficiency
Boiling water and calculating the ratio of heat
absorbed by water over the total heat-release rate
Heating some materials (usually metal rod/disk)
Object heating and measure the temperature change of the [181,182]

material to quantify the efficiency

Food cooking [174,175]

Water boiling [116,117,176-180]

Therefore, the water boiling test is more widely adopted to evaluate cooking appli-
ances’ efficiency. To avoid the influence of cooking utensils on cooking efficiency, the
American National Standards Institute (ANSI) regulated the dimension of the water boiling
pot and testing method [176]. Although boiling water deviates from the actual cooking
process, it is relatively easy to quantify the cooking efficiency using Equation (17). Effi-
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ciency is defined as the heat absorbed by water (including the latent heat from the escaped
water vapor) over the total heat released from the fuel. Most cooking appliances cannot
recover heat from the water vapor in the exhaust; therefore, a lower heating value is usually
adopted to calculate the heat released from the fuel.

- _ Cp, water * Mawater* AT + Noapor* Aiyapor
Ncooking Vfuel «LHV

(17)

Heating an intermediate object instead of food or water is also a method to evaluate the
cooking efficiency by measuring the object’s temperature variance over time. The material
should be able to resist high temperatures and have high thermal conductivity; therefore,
metals such as steel or aluminum are usually adopted [181,182]. This method requires the
temperature of the intermediate object being relatively uniform over time, so it is more
commonly adopted in oven testing.

It should be emphasized that the cooking speed and cooking efficiency are different
from each other when evaluating the cooking performance of different fuel classes. If the
heat-release rate is constant for two testing conditions, a faster cooking time can be regarded
as higher efficiency. However, when the fuel classes have different heating values or Wobbe
Index values, less cooking time can also result from a higher heating load of the burner.
In this case, faster cooking, which might result in overcooking, may become a non-ideal
situation. For example, Zhao et al. [116] evaluated the cooking efficiency of a cooktop burner
operating on natural gas and biogas. The results showed that the cooking time increased
as natural gas was replaced by biogas due to the heating load decreasing. However, the
cooking efficiency stayed at a constant level. The cooking performance of a cooktop burner
operating on natural gas/hydrogen mixtures was also tested. It was found that both the
cooking time and efficiency did not change much up to 50 vol% hydrogen added into
natural gas [117].

5.2. Emissions

Besides increasing efficiency, reducing emissions from appliances is also one of the
major incentives for appliance manufacturers due to the stricter emission regulation world-
wide. In the past few decades, combustion technologies have been advanced to reduce
emissions, mainly in power generation, transportation, and industry. However, the emis-
sions from the residential sector did not draw as much attention as other energy-utilization
sectors. Residential appliances are closely related to our daily life, so the emissions from
them not only harm the environment but might also threaten our health. Therefore, the
existing emission regulations on appliances and the current emission levels of existing
appliances should be understood as projecting the future.

5.2.1. Residential Appliance Emission Regulations

Currently, the emission regulations on power generation, transportation, and indus-
trial applications are frequently updated and widely adopted worldwide. These regulations
also play a significant role in motivating combustion technology advancement in power
generation. It is believed that strict emission regulations for residential appliances can also
stipulate the development of residential combustion technologies.

One of the most active agencies promoting appliances standards is the American
National Standard Institute (ANSI) and the Canadian Standards Association (CSA). They
update the ANSI-CSA standards on appliance performance every few years. Currently, the
ANSI-CSA standards are not only adopted in North America but are also being learned
and adopted by more countries worldwide. However, the ANSI-CAS standards only cover
carbon monoxide emissions for safety reasons while lacking regulation on other emissions,
such as nitrogen oxides. Therefore, the ANSI-CSA standards have to be coupled with other
standards to form a more comprehensive emission-regulation series, especially standards
regulating nitrogen oxides emissions. One of the most pro-active regions regulating NOx
emissions and promoting new combustion—pollutants control technologies is California
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(U.S.). To deal with the Los Angeles smog hazard caused by NOx-O3 photochemical reac-
tions, several environmental-protection and emission-regulation-promoting agencies were
founded after the U.S. Congress passed the Clean Air Act in 1963. These agencies include
the U.S. Environmental Protection Agency (EPA, 1970) promoting federal regulations, the
California Air Resources Board (CARB, 1967) regulating vehicle emissions, and the South
Coast Air Quality Management District (SCAQMD, 1976) issuing emission standards on
standard sources of air pollution. Among these agencies, the SCAQMD issues emission
regulations for multiple sectors, including industrial and residential applications.

Table 16 lists the existing emission regulations for residential appliances in North
America, which is also considered as one of the strictest regulation series in the world. It
should be noted that most of these regulations are only adopted in very few places around
the world. For example, some of the NOx emission regulations from SCAQMD are not
even extensively adopted in California itself. However, these regulations should indicate
the future of appliance emissions levels worldwide.

Table 16. Representative emission regulations for residential appliances in North America.

Regulation Title Agency Adopted Time Major Contents
ANSI 721.10.1 [183] : CO < 800 ppm (heating load < 75,000 Btu/h).
ANSI 721103 [184] ANSECSA 2017 CO <400 ppm (heating load > 75,000 Btu/h).
Water-heating NOx <10 ng/J (calculated as NO,) or NOx < 15 ppm
appliances Rule 69.5.1 [185] SDCAPCD 2017 (@3% Oy, dry).
NOx <10 ng/J (calculated as NO,) or NOx < 15 ppm
Rule 1121 [186] SCAQMD 2004 (@3% O, dry).
No person shall sell, or offer for sale, any new or used
California unvented heater that is designed to be used inside any
HSC-1988 [187] Law 1997 dwelling house or unit, with the exception of an electric
heater or decorative gas logs for use in a
Space-heating vented fireplace.
appliances ANSI 721.86 [188] ANSI-CSA 2016 CO: less than 200 ppm in the air free sample.
NOx: 14 ng of oxides of nitrogen (calculated as NO;)
Rule 4905 [189] SIVAPCD 2018 per joule of useful heat delivered to the heated space.
NOx: 14 ng of oxides of nitrogen (calculated as NO;)
Rule 1111 [190] SCAQMD 2018 per joule of useful heat delivered to the heated space.
VOC of commercial bakery ovens (>2 million Btu/h)
Rule 1153 [191] SCAQMD 1995 should be less than 50 pounds/day.
Chain-driven charbroiler must be equipped with
Rule 1138 [192] SCAQMD 1997 catalytic oxidizer reducing PM and VOC.
The VOC content of each solvent used <120 g per liter
Cooking Rule 1131 [193] SCAQMD 2003 of material.
appliances Commercial ovens: CO: 800 9
: CO: ppm (@ 3% Oy).
Rule 1153.1[194] SCAQMD 2014 NOx: 40 ppm (@ 3% O5)-500 °F-60 ppm (@ 3% O).
ANSI 721.1 [176] ANSI-CSA 2016 CO: cooking appliances less than 800 ppm.
In lieu of SCAQMD-Rule 1138. The catalytic oxidizer
Rule 4692 [195] S[VUAPCD 2018 shall have a control efficiency > 83% for PM-10

emissions and a control efficiency > 86% for
VOC emissions.

For residential water-heating appliances, the ANSI-CSA regulates that CO should
be lower than 400 ppm or 800 ppm in an undiluted exhaust sample for water-heating
appliances of different heating loads [183,184]. The most widely adopted NOx standard
in the U.S. is the SCAQMD-14 ng/] emission regulation [186]. The water heaters that
adopt this regulation are usually labeled low-NOx water heaters on the market. The
ultra-low-NOx 10 ng/J standard is from the San Diego County Air Pollution Control
District (SDCAPCD) [185], which is being adopted by more and more residential water-
heater manufacturers.
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Space heating is also a major emission contributor from residential houses. In 1997,
California banned the sale of ventless space heaters in residential homes. Currently,
vented heaters being sold or installed in California, the CO emission should be lower
than 200 ppm [188]. Additionally, the maximum NOx emission of residential water heaters
dropped from 40 ng/] to 14 ng/]. If the residential water heaters on the market cannot
meet this standard by the year 2021, a penalty will be paid by manufacturers for each water
heater unit sold in California [122,189,190].

Currently, the major emission regulations on cooking appliances are mainly for VOC or
particle emissions from the food, which requires ventilation in the kitchen. The threatening
emissions to human health from kitchens are mainly particle emissions instead of emissions
from kitchen flames [196,197]. However, residential houses with bad ventilation might
have CO and NOyx accumulation in the living space, which creates health issues. Even if
the direct influence of residential flame emissions on human health is negligible compared
to particle emission from food itself, reducing kitchen flame emissions should also help
reduce the total emissions released into the atmosphere. Due to the uncertainness of kitchen
burners’ operating conditions, ANSI-CSA imposes a relatively “generous” restriction on
CO emission (400 ppm/800 ppm) compared to water and space heaters. Although there are
no direct NOx emission regulations on residential cooking appliances, SCAQMD restricts
the NOx emission of commercial ovens to lower than 40 ppm at an operating temperature
lower than 500 °F. With the oven temperature exceeding 500 °F, the NOx emission limit is
extended to 60 ppm.

It should be noted that the emission regulations in Table 16 are mainly for gaseous
fuels. There are still a lot of developing countries and even some areas in developed
countries that use wood, coal, or biomass as residential heating/cooking energy sources.
For these areas, particle emissions might be a larger or more direct threat to human health.

5.2.2. Emission Evaluation Methods” Conclusion

As can be seen in Table 16, there are multiple ways to interpret emission levels of
an appliance: for instance, the volume percentage in an undiluted exhaust sample (ppm),
volume percentage at a corrected oxygen concentration (ppm @ 3% O,), and emission level
per unit energy output (ng/J). The lack of universal standards is reflected in the different
ways to interpret emission levels. In fact, not only the emission level interpretations of
residential appliances are hard to achieve a consensus on, but there are also various sorts of
emission-testing methods.

As shown in Figure 16a, secured exhaust sampling is an ideal way to sample the
emissions from an appliance’s exhaust-venting location. This is an effective method to
avoid air dilution in the exhaust. However, this method is only practical for confined
combustion appliances such as room furnaces or water heaters. Before all the exhaust is
vented into the atmosphere, it will first be directed into a pipe, which the sampling probe
can be located at.

However, a large number of residential burners have open-air flames, which means
combustion takes place in an open space and dilution from the surrounding air is inevitable.
Therefore, quartz enclosure and hood sampling methods are usually adopted, as shown in
Figure 16b,c, respectively. The quartz enclosure sampling method is more suitable for small-
sized burners. When adopting this method, it is necessary to make sure that the sampled
mixture is homogeneous. If not, multiple locations within the quartz enclosure should
be tested over a certain time period, and the average should be calculated to present the
emission level of a burner. The exhaust hood sampling method is more commonly adopted
for kitchen burners. The exhaust hood collects all the emissions before venting them into
the atmosphere. Before the sample is taken from the hood, the exhaust mixture should
be homogeneous. The distance between the hood and the burner should be especially
emphasized. The hood should be close enough to the burner so that all the exhaust can be
collected; otherwise, the tested emission level will be lower than the actual level. However,
if the hood is too close to the flame, it might cut off the source of the oxidants (air) to the
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flame, which results in a carbon monoxide increase in the exhaust. ANSI Z21.1 recommends
this gap should be around 5 inches (12.7 cm).
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Figure 16. Emission testing methods of residential appliances. (a) Secured sampling [120,198].
(b) Quartz enclosure sampling [116,199,200]. (c) Exhaust hood sampling [117,201].

As shown above, the emission tests on residential burners are sometimes naturally
diluted. Even for confined combustion, such as water heaters and room furnace burners,
the secondary air from atmosphere also dilutes the emission to a lower absolute level.
Therefore, the emissions are usually corrected under a certain reference level so they can be
compared with each other.

A common emission correction method is to covert the absolute value of the emission
to a certain oxygen level in the exhaust. As shown in Equation (18), the emission is corrected

at 3% O,.
209 -3

X]ao =X _ 1
(Xlai 03, ppm = | ]abs’ppm20-9—[02]abs,% (19

The oxygen correction method has already been verified to be valid in industry, and
so it is applied to the residential sector. Zhao et al. [119] compared the influence of the air
dilution on an oven’s emission and found that the oxygen correction method could interpret
the emission level without bias. As shown in Figure 17a,b, two exhaust methods were
adopted and compared with each other: flue collar sampling without dilution and hood
sampling with significant dilution. As shown in Figure 17c, the emissions have periodic
readings due to the oven burner’s automatic on/off switching to keep the temperature
constant. As can be seen in the figure, by the end of the first period, the flue collar sampling
method has a NO reading of 35 ppm with 15% O, in the exhaust. When the exhaust hood
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is adopted, the NO emission level is diluted down to around 10 ppm with 19% O; in the
exhaust. However, when the emissions readings of these two methods are both corrected
to 3% O,, they show a very similar emission reading in spite of the significant difference
in dilution.
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Figure 17. Validation of emission correction method using an oven burner [119]. (a) Flue collar
sampling, (b) Exhaust hood sampling, (c) oven burner emission plot.

Another common reference level is 12% CO,. This is because the carbon dioxide
percentage in the dry exhaust for natural gas oxidized in the air in stoichiometric conditions
is close to 12% [202]. This correction method is sometimes called the “air-free” method.
The 12% CO, correction is shown in Equation (19). However, it should be noted that this
correction method might increase the corrected emission level when carbon-free fuel (such
as Hj) is added to the original fuel. This is due to the intrinsic property of Equation (19):
the CO, percentage of the exhaust is in the denominator, which decreases as the carbon-free
fuel percentage increases. For example, Zhao et al. [122] tested a room furnace burner
operating on natural gas/hydrogen mixtures with the hydrogen percentage increasing
from 0 to 40%. Although the 3% O, correction method shows a flat emission curve, the 12%
CO; gives an obvious increasing trend for all emissions.

12
abs,% — 1C€O02]4ir %

[X] 12% CO,, ppm = [X]abs, ppm [COz] (19)

Equation (20) presents the calorific correction, which is also considered as a reliable
emission correction method due to its independence from the exhaust species. In theory,
the representation provided by calorific correction should be the most robust because
it is independent of both O, and CO; in the clarification. However, it requires more
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information to be known in addition to the adjusted measured emissions levels, which
makes it inherently more difficult to implement.

0.1- [X] abs, ppm mol CO,

X o= 2
Xlng/y [COs) s 9 — [CO2] M] Fuel % 8/mol (20)

air,%

5.3. Flame Characteristics

As shown in Table 13, most flames of residential appliances should have a relatively
small absolute code value. The flame cones are usually blue in color and have laminar flame
characteristics. However, there are also exceptions. Since stable laminar flames are more
likely to have a low flow rate, they are more for lower-heating-load appliances. Higher-
heating-load appliances, such as room furnaces and laundry dryers, tend to have turbulent
flames. Moreover, not all flames are supposed to have blue color. Gas fireplaces need to
generate soot to promote radiation; therefore, the flames are usually yellowish or orangish.
Although the yellow tip index was developed to guide fuel selection, avoiding yellow tips,
outdoor grillers are allowed to have yellow tips, which help increase the heat-transfer rate
to the food.

When replacing natural gas with renewable gases, the flame characteristics should be
re-evaluated. For example, a hydrogen flame is invisible under sunlight, which might limit
its use in existing gas fireplaces or outdoor grillers. The light flame color of hydrogen-rich
fuel might also cause danger if an existing flame cannot be identified. However, researchers
around the world also find a random reddish glow in hydrogen flames. It is believed
that the color is from a contaminant in hydrogen, which might be related to the hydrogen
embrittlement effect on metals [118].

5.4. Ignition Performance

Appliance ignition is also a crucial aspect of evaluating the performance of an appli-
ance. Failure of ignition can result in natural gas leakage into residential homes, which
endangers the safety of residents. Moreover, a long ignition time also results in methane
leakage into the atmosphere for natural gas appliances. The greenhouse gas effect of
methane is about 20 times that of carbon dioxide; therefore, the methane emissions from a
delayed ignition also contribute to the greenhouse effect [161,203]. Some regulations set
an upper limit for appliance ignition time. For example, ANSI Z21.1 [176] requires that
residential cooking appliances achieve ignition within four seconds. Higher-heating-load
appliances need an even stricter ignition time limit. ANSI Z21.86 [188] regulates that room
furnace ignition should be completed within 0.8 s.

Ignition is an unsteady process, which might become a limiting factor for fuel-
interchangeability studies. For example, Zhao et al. [117,204,205] replaced more than
75% of natural gas with hydrogen without having flashback in a cooktop burner under
steady operating conditions. However, ignition flashback only occurs at 20% hydrogen
addition. This is because, in steady operating conditions, the mixture within the burner is
usually fuel-rich and out of the flammability range. In ignition conditions, when the fuel
starts to fill the burner, the existing air within the burner makes the mixture fall into the
flammability range. This causes ignition flashback.

Therefore, ignition performance should draw special attention to the burner design or
residential appliance regulations.

5.5. Other Aspects

Other performance metrics are also considered in residential appliance evaluations,
such as the burner temperature and combustion noise [117,119,122,206,207]. Modern appli-
ances not only require high durability and working performance, but they are also expected
to occupy a small space and have a neat design or even esthetic appearance.
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6. Conclusions and Future Prospects

This paper summarizes the historical development of the residential fuel transition
and appliances. Future energy transition and energy structure in the residential sector are
projected. Following are the major conclusions and future prospects:

Almost every energy transition in human history was initiated in the residential sector.
This residential energy source transition is either forced by the higher price of traditional
fuels or a result of new needs. For example, the urbanization and industrialization in Europe
first caused scarcity of fuelwood and forced the residential sector to turn to coal combustion.
As coal needs developed in residential heating, mining technology was advanced, and
coal’s transportation costs decreased. When the coal price became lower than fuelwood,
the industry sector started to switch its energy source to coal, which boosted coal utilization
worldwide. The oil industry was first initiated by residential lighting needs. Kerosene was
extracted from crude oil to extend the lighting duration and quality. By that time, gasoline
was just an abandoned by-product due to its high volatility, which made it difficult to store
and use safely in the residential sector. However, as transportation needs increased, the
cheap price of gasoline witnessed the booming of the transport engine industry. Natural
gas was first regarded as a waste product in the oil industry and was usually vented into
the atmosphere. This cheap or almost free gaseous fuel was first transported and utilized
in nearby residential houses. Now, natural gas is one of the major fuel sources in the world.
Thus, the residential sector fuel choice is interactive with large energy consumption sectors,
such as industry and transportation, and on many occasions in history, it was the lead end
use for exploring future fuel sources.

The power generation, transportation, and industrial sectors have received attention
for centuries due to high energy consumption and demand and the adoption of novel
technologies. This is in sharp contrast with the simple light and heating needed by the
residential sector. This leaves sectors with a large energy consumption with time lag for
energy transition due to their high demand for capital investment for equipment upgrades
when facing an energy transition. In contrast, residential appliances are more focused on
fuel itself and therefore are quicker to respond and to adapt during an energy transition.
The inertia of power generation, transportation, and industrial applications transitioning to
renewable energy systems inhibits steps that could be taken against climate change. The
more flexible residential sector is, therefore, in the leading position again for transitioning
into a renewable future.

The challenge of electrifying the residential sector by 100% is significant, perhaps not
practical, based on the current power-generation technologies. Most of the residential needs,
such as cooking, air heating, and water heating, come from a low grade of energy: heat. By
electrifying the residential sector, the energy loss in electricity generation, transport, and
conversion from electricity to heat is significant. Currently, more than 70% of the power
in the world is still from combustion. Because the renewable energy sources are far from
meeting the current energy needs in the world, electrifying the residential sector might
increase the burden on power generation using combustion technologies and might result
in more greenhouse gas emissions due to the efficiency loss in the electrification process.

The energy transition of the 21st century might be different from previous transitions.
Most of the previous transitions were among existing fossil fuels, and the technology was
mainly combustion. However, due to the scarcity and environmental impact of fossil
fuels, future energy sources must involve various energy forms and a large number of new
technologies. This energy transition in the residential sector will not only be led by the fuel
market, but it also highly involves the policymaking by governments considering carbon
emission reduction, air pollution control, and energy security issues.

Even if new energy sources are being invented in great numbers, it is very unlikely
that the old energy sources will be completely abandoned. For example, even in developed
countries, large numbers of people still use traditional energy sources such as burning crop
residuals or coal. Renewable gaseous fuels such as biogas and renewable hydrogen are
becoming strong competitors serving as an energy source for the future. These renewable
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gases can be generated by biomass or P2G technologies from solar, wind, hydropower, etc.
Compared to the high capital investment and expensive operation and maintenance of
fuel cells and solar panels for residential houses, replacing current pipelines’ natural gas
with renewable gases can be an easier method for the residential energy transition. For a
long period of time, maybe hundreds of years to come, combustion technology will coexist
with other technologies. As pipelines’ natural gas can be replaced by renewable gases and
renewable gases are energy carriers for different renewable technologies, combustion might
be able to sustain its market share in residential applications, if not increase its share.

Incorporating renewable gases in residential houses requires a re-evaluation of the
interchangeability criteria. Technical terms such as fuel mixture properties and flame indices
need to be considered collectively. The flame indices being used by the residential sector
are from the 1930s, by which time greenhouse gas emissions or air pollutants such as NOx
were not yet considered or understood at all. Therefore, for future fuel-interchangeability
studies in residential appliances, new flame indices might need to be developed.

Compared to the frequently updated regulations on gas turbines, car engines, or
industrial combustion devices, little attention has been paid to residential appliances.
The emission regulations on appliances are mostly local rules, and the residential sector
also lacks international testing standards. In the future, more efforts will be needed in
policymaking as much as the technology advancement for appliances.

In conclusion, the energy transition in the residential sector in the developed world
experienced several stages: from biomass (agricultural residuals) to fuelwood, to coal
(heating)/oil (lighting), to manufactured gas, to natural gas/electricity, and now, to the
renewable hybrid energy sources.

It should also be noted that we live in a very unbalanced world today, and energy
utilization significantly differs in different countries and even in different regions in the
same country. Some regions might stay in one energy form for a long period of time,
and some might skip several transition steps. For example, in the past few years, some
residential sectors in east Asia, such as China, transitioned from coal combustion for
residential heating directly into natural gas consumption, skipping the manufactured gas
era. Moreover, the Clinton Foundation developed and donated solar stoves to Africa and
helped a lot of residential homes there transfer directly from burning crop residuals to
renewable energy cooking.

Although renewable energy forms are promising, a single renewable energy form is
not likely to be dominant again on earth like fossil fuels. For example, newly built southern
California residential homes are required to install solar panels on their rooftops. However,
this policy might become unreasonable for residents in places with rainy weather, such
as London or Seattle. Direct renewable energy adoption in residential houses requires a
large amount of capital investment; therefore, intermediate energy carriers are more likely
to be adopted, at least in the near future. However, the competition between renewable
electricity and renewable gases could last for a long period of time in the residential sector.
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Abstract: Hydrogen as a carbon-free fuel is commonly expected to play a major role in future energy
supply, e.g., as an admixture gas in natural gas grids. Which impacts on residential and commercial
gas appliances can be expected due to the significantly different physical and chemical properties
of hydrogen-enriched natural gas? This paper analyses and discusses blends of hydrogen and
natural gas from the perspective of combustion science. The admixture of hydrogen into natural
gas changes the properties of the fuel gas. Depending on the combustion system, burner design
and other boundary conditions, these changes may cause higher combustion temperatures and
laminar combustion velocities, while changing flame positions and shapes are also to be expected.
For appliances that are designed for natural gas, these effects may cause risk of flashback, reduced
operational safety, material deterioration, higher nitrogen oxides emissions (NOx), and efficiency
losses. Theoretical considerations and first measurements indicate that the effects of hydrogen
admixture on combustion temperatures and the laminar combustion velocities are often largely
mitigated by a shift towards higher air excess ratios in the absence of combustion control systems, but
also that common combustion control technologies may be unable to react properly to the presence
of hydrogen in the fuel.

Keywords: hydrogen; combustion; admixture; blend; H2NG; power-to-gas; emissions; decarbonisa-
tion; pollutants; appliance technology

1. Introduction

Climate change and the resulting need to reduce the emission of greenhouse gases
(GHG) while still providing energy for a growing world population is one of the major
challenges of the 21st century, affecting all sectors of society and economy. While the
widespread use of electricity from renewable sources is one option to reduce energy-related
greenhouse gas emissions, the use of hydrogen as a carbon-free fuel is also considered a
promising decarbonisation option, particularly in hard-to-abate applications, e.g., aviation,
heavy duty road and ship transport or some industrial high temperature processes.

In Europe, natural gas is the second most important primary energy source (after
oil) today [1]. The European gas industry considers hydrogen (H;) to be essential for the
decarbonisation of their business model. They support the creation of dedicated hydrogen
infrastructures supplying hydrogen to end-users [2], but also prepare for the injection of
hydrogen into existing natural gas pipelines in order to reduce CO, emissions quickly and
ramp up demand for hydrogen. In Germany, for example, the German association for gas
and water (DVGW) plans to increase permissible hydrogen concentrations in natural gas
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from just below 10 vol% to 20 vol% in the near future [3]. The situation is similar in other
European nations [4,5] and in the EU itself [6].

In the European Union, natural gas consumption is distributed relatively evenly across
the residential and commercial, industrial, and power generation sectors, while vehicles
only play a negligible role [7]. The residential and commercial sector is the biggest, both in
terms of gas consumption and the number of installed appliances. It is estimated that the
stock of installed appliances accounts for more than 200 million residential and commercial
appliances within the European Union [8]. This includes heating systems, appliances for
warm water production, cooking and catering devices and micro-CHP appliances (CHP:
combined heat and power), but also other applications such as decorative fires.

Within the framework of the Horizon 2020 project “THyGA-Testing Hydrogen for
Gas Applications” [9], nine EU-based research organizations and companies investigate
how the admixture of hydrogen in natural gas can affect appliances in the residential and
commercial sector, looking at natural gas blends (H2NG) with up to 60 vol% Hj. Measure-
ments are being carried out for up to 100 appliances of different types and technologies.
The measurement campaigns are accompanied by a market analysis [8], theoretical investi-
gations into the impact of hydrogen on combustion processes in these appliances [10], a
literature review [11], and analyses to assess if and how materials in pipes and fittings may
be affected by Hj [12]. Additional investigations study how the potential negative effects
of Hp admixture might be mitigated, and how certification and standardization processes
may have to be adapted for high hydrogen admixture levels.

In this paper, hydrogen admixture to natural gas is analysed from the perspective
of combustion theory. The effects on relevant fuel characteristics such as Wobbe Index,
calorific values, air requirements, and laminar combustion velocities are discussed, and the
potential impact on typical end-use equipment in the field are deduced and discussed.

2. Materials and Methods

Calculations were done using the COSILAB software suite [13]. As a reaction model,
an adiabatic chemical equilibrium was chosen to determine adiabatic combustion temper-
atures while a freely propagating one-dimensional premixed flame model was used to
determine the laminar combustion velocities using the reaction mechanism GRI 3.0 [14],
which includes 53 species and 325 reaction equations.

All values are given in the ISO reference system of 15 °C/15 °C, with a reference
pressure of 1.01325 bar (1 atm), which is used in the European gas quality standard EN
16726 [15].

3. Results and Discussion
3.1. Natural Gas and Hydrogen/Natural Gas Blends (H2NG)

In the residential and commercial sector, natural gas is exclusively used as a fuel to
provide low-temperature heat, which is then used for space heating, food preparation or
to produce warm water, to name the most common applications. With the exception of
fuel cell CHP appliances, gas is burned directly with burners to produce a hot flue gas.
Therefore, the changing fuel properties due to the admixture of hydrogen into natural gas
must be considered when assessing how residential and commercial gas appliances may
respond to higher levels of H; in natural gas.

Natural gas (which mostly consists of methane, CH4) and hydrogen differ significantly
in their physical properties. Hence, in many ways, the question of which level of hydrogen
in natural gas is acceptable to both legacy and new appliances is a question of gas quality.

Gas quality and its impact on gas-fired appliances and equipment in different sectors
have been investigated by both the gas industry and equipment manufacturers and opera-
tors of equipment for quite some time (e.g., [16-19]). There are regulations in place in many
countries which specify a number of criteria which a gas must comply with so that it may
be injected into public gas grids. Common gas quality criteria are the relative density d,
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the (volumetric) gross calorific value (GCV) and the Wobbe Index (WI), a criterion for fuel
gas interchangeability.

If two gases have the same Wobbe Index and are burned with the same burner nozzle
and with the same nozzle pressure, they will release the same amount of heat [20]. This
means that an appliance can fulfil its purpose, i.e., satisfy a given heat demand with both
gases without the need to physically modify the hardware.

While this is a very reduced way to tackle a complex topic, it is convenient to quantify
fuel interchangeability in this manner, at least for chemically similar fuels.

Figure 1 shows how relative density, which is the ratio of the standard density of the
fuel and the standard density of air, gross calorific value and Wobbe Index change when
hydrogen is blended with methane, representing natural gas in this consideration. While
both d and GCV decline linearly with higher levels of Hj, the reduction of the Wobbe
Index is far less pronounced, and also non-linear. For example, pure methane and pure
hydrogen differ by about 70% in terms of the GCV, but only by about 10% in terms of the
Wobbe Index.
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Figure 1. Relative densities, gross calorific values and Wobbe Indices for CHy/Hj blends. All values
given in the ISO reference system 15 °C/15 °C.

So far, only a binary mixture of methane and hydrogen was considered. Natural gas,
however, consists not only of methane, but also contains higher hydrocarbons (e.g., ethane
and propane) or inert species such as carbon dioxide or nitrogen. Gas compositions vary
depending on where the gas was extracted, how it was processed, and whether it was
mixed with other natural gases in the gas infrastructure. At any given location within a gas
network, local gas composition can change over time.

It is therefore important for all market partners to specify the gas that is being trans-
ported and used. As it is impractical to prescribe gas compositions for grid operations, it
is common practice to specify the gas quality using a small number of relevant criteria.
In the European gas quality standard EN 16726 [15], for example, a range for the relative
density is given as well as a minimum Methane Number, while the EASEE-gas Common
Business Practice from 2005 [21], a voluntary agreement within the European gas industry
to facilitate cross border gas trading in the EU, also specifies a range of permissible Wobbe
Indices for H-Gases.
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Figure 2 shows three typical natural gases (Russian H-gas and North Sea H-gas, the
two most important H-gas qualities in the EU as well as CHy as a reference) in a gas quality
diagram along with the limits imposed on relative density and Wobbe Index by EN 16726
and the EASEE-gas Common Business Practice, respectively. It is obvious that the most
restrictive limit to hydrogen admixture, at least from a regulatory perspective, is the density
criterion, and that the Wobbe Index range is far less critical in this context. Hydrogen
admixture above 30 vol% was not considered in this diagram, as most public discussions
about Hp admixture into natural gas grids focus on concentrations up to 20-30 vol%. The
diagram also underlines that permissible hydrogen limits must consider the quality and
composition of the natural gas that the hydrogen is being admixed to.
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Figure 2. Hydrogen admixture to natural gases in a gas quality diagram. All values given in the ISO
reference system 15 °C/15 °C.

Other combustion-related aspects should be considered as well, however. One of
the main concerns in the context of H, admixture into natural gas and its impact on
end-use equipment relates to expected higher combustion temperatures. With higher
levels of hydrogen, the adiabatic combustion temperature of the fuel blend increases (cf.
Figure 3), as long as other operational parameters like the air excess ratio A remain constant.
Temperatures are important since they affect many different aspects of a combustion
process. They may cause local overheating of components, but they can also lead to
increased emissions of nitrogen oxides (NOx).

Another issue to consider is an increase in the laminar combustion velocity S;.. Com-
bustion velocities are crucial for flame stabilization in premixed burners. Most residential
and commercial appliances use premixed (heating appliances) or partially premixed burn-
ers (gas hobs and ovens), in contrast to industrial burner systems where non-premixed
systems are more common [22]. As combustion processes in residential appliances are
usually laminar [23], the laminar combustion velocity is the relevant property for this appli-
cation. In a premixed laminar burner, the flame will stabilize where there is an equilibrium
between local laminar combustion velocities and the local flow speed.

Figure 4 shows S}, plotted over the equivalence ratio ¢ (=1/A), calculated for atmo-
spheric pressure p = 1.01325 bar. A freely propagating one-dimensional flame model
was used in combination with the GRI 3.0 reaction mechanism [14] to calculate laminar
combustion velocities, and the values agree well with data from both simulations and
measurements found in the literature (see [24], for example).
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Figure 3. Adiabatic combustion temperature of CHs/H, blends at stoichiometric conditions
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Figure 4. Laminar combustion velocity of CHs, CH4/H; blends and H; as a function of the equiva-
lence ratio (=1/A).

It can be seen that Sy, increases significantly once Hj is admixed to CHy. As a conse-
quence, there are concerns that higher levels of H, in natural gas may cause flashbacks
in appliances that are not designed for it, especially at partial load when flow speeds are
lower anyway. In a flashback, the flame moves upstream into the burner itself because the
local combustion velocity is higher than the local flow speed, leading to a safety shutdown
or, in the worst case, to damage in the burner. Given the strong impact of Hy admixture on
the laminar combustion velocities of a natural gas/hydrogen blend and the safety-related
implications, this is obviously an aspect to consider.
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As previously stated, the Wobbe Index is often used as the primary criterion to assess
the impact of varying fuel gas compositions on combustion equipment, particularly for
residential and commercial appliances, or to specify permissible gas qualities.

Table 1 highlights why looking only at the Wobbe Index is insufficient when discussing
the impact of hydrogen admixture on end-use equipment. In this table, fuel properties for
pure methane (CHy, representing natural gas (H-gas)), pure hydrogen, and two blends of
CHy with an inert (nitrogen (N;) and carbon dioxide (CO,), respectively) are compared. The
methane blends were chosen in such a way that they have almost identical Wobbe Indices
as pure hydrogen. It can be seen that, despite near identical Wobbe Indices, all other given
fuel properties are very different when comparing H, with the blends. Thus, while the
Wobbe Index is a useful fuel gas interchangeability criterion as long as certain assumptions
are met (which generally is the case for residential and commercial applications, less so in
industrial equipment [25,26]), it becomes far less meaningful when discussing chemically
very different fuel gases or more complex combustion applications.

Table 1. Fuel properties of CHy, two CHy/inert blends and 100% H, L

94% CHy/ 92% CHy/

Unit 100% CH, 6% CO, 8% N, 100% H,
WI MJ/m?3 50.64 4528 4527 45.78
GCV MJ/m3 37.80 35.53 34.78 12.10
d - 0.5571 0.6157 0.5901 0.0698
T,q(A=1) °C 1982 1971 1974 2096
SL(A=1) cm/s 38.57 36.79 37.52 209

1 All concentrations are given in vol%, ISO reference system 15 °C/15 °C.

It is important to realise that the changes in fuel properties due to the admixture of
hydrogen in natural gas are only one aspect when assessing the impact of hydrogen on both
legacy and new appliances. The actual technological implementation of the combustion
process in a given appliance is just as important and has a profound impact on how the
appliance will respond to changes in fuel. Two combustion systems may respond very
differently, despite being confronted with the same change in fuel gas composition.

For this reason, extensive measurements of representative equipment are essential
when discussing hydrogen admixture and its impact on appliances in the residential and
commercial sector, as well as in other end-use sectors.

3.2. The Air Excess Ratio and the Impact of Combustion Control Systems

The air excess ratio A is a crucial operational parameter for all kinds of combustion
processes. Changes in the air excess ratio can impact temperatures, efficiency, heat transfer
and pollutant formation, but also affect safety-related aspects such as flame stability. Resi-
dential and commercial appliances are usually adjusted on-site [26,27] to an air excess ratio
specified by the manufacturer (based on prescribed O; or CO; concentrations in the flue
gas) with the locally distributed gas at the time of adjustment. If the fuel gas composition
changes, the actual air excess ratio of the system can also change. This would be the case in
uncontrolled appliances. Modern appliances are often equipped with a combustion control
system which adapts the air supply to the combustion process, based on an input signal. In
this manner, these appliances always operate at the intended air excess ratio, even if the
fuel gas composition changes [28]. There are, however, still many appliances in the field
which have no such combustion control [8,29].

One consequence of the admixture of hydrogen to natural gas is that the minimum air
requirement Air,,;,, i.e., the minimum amount of air that is necessary to achieve complete
combustion, is reduced. In an appliance with combustion control, this is, in theory, coun-
teracted by reducing the volume flow of air accordingly, but in an uncontrolled system
where the volume flow of air remains constant, an increased H, concentration will lead to
an increase of the air excess ratio A.
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This shift in the air excess ratio can be estimated by the following equation:

)\2 . Airmin,l dz . CARIl - W5,1 1

M Aty & CARL T W, M
where A is the air excess ratio, Air,,; the minimum air requirement of a fuel gas (in
volumetric terms), d the relative density and Wg the superior Wobbe Index of the fuel.
CARI stands for the Combustion Air Requirement Index which is closely correlated to the
Wobbe Index. This equation is valid for combustion systems with constant nozzle diameters
and nozzle pressures, which is generally the case with appliances in the residential and

commercial sector.
Similar to the (superior) Wobbe Index, which can be derived from Bernoulli’s equation as
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i

Thus, if an appliance was adjusted to a gas with a given Wobbe Index and is then
supplied with a fuel gas with a lower WI (e.g., due to hydrogen admixture), the air excess
ratio will increase and vice versa. This means that if an uncontrolled appliance was
originally adjusted with natural gas and is then supplied with a natural gas/hydrogen
blend, it will operate at a higher air excess ratio and is thus even less likely to produce
carbon monoxide (CO). However, the inverse is also true: if an appliance were to be
adjusted in the field with a hydrogen/natural gas blend and the local fuel gas composition
changes to lower hydrogen concentrations, the appliance’s air excess ratio will be reduced,
potentially leading to increased CO emissions. Given that today, the vast majority of
gas appliances is adjusted in the field to an unknown local gas quality [26,27], common
installation and commissioning practices may have to be re-considered if the widespread
injection of hydrogen into natural gas grids is to take place in the near future.

Most burners in residential and commercial appliances are fully premixed. Therefore,
any shift in the air excess ratio in a burner system will have a direct impact on the chemical
processes in the flame front during combustion. This can have profound consequences, e.g.,
in the context of flame stabilization. Figure 4 shows that the laminar combustion velocity
will increase with higher levels of hydrogen in natural gas, as long as the air excess ratio A
remains constant. The equivalence ratio ¢ (=1/A) is used on the x-axis in this diagram here
for better visibility.

In an uncontrolled system, this increase in Sy, due to the presence of hydrogen will
be counteracted by the shift of A, so that the net change of S (and thus the propensity
for flashback) is significantly reduced if the appliance is operated with air excess ratios
higher than unity (or, correspondingly, equivalence ratios below 1). For most residential
appliances, this is common practice: residential heating appliances are usually adjusted
for A values between 1.2 and 1.4 [30] to minimize carbon monoxide emissions. Gas hobs
or other cooking devices may be an exception here, since they are often designed with
partially premixed burner systems where regions with a sub-stoichiometric fuel-air mixture
can exist, although the combustion process as a whole will be safely super-stoichiometric.
Such systems are therefore more sensitive to flashback due to hydrogen admixture since
in this case the change of the combustion velocity due to the shifting air excess ratio and
the change in fuel composition will stack up, leading to a significant increase of the actual
combustion velocity.

Combustion temperatures in uncontrolled appliances are also affected by the shifting
air excess ratio: although hydrogen admixture leads to higher combustion temperatures
of the fuel blend, this will be largely compensated if the air excess ratio is not actively

CARI = 3)
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controlled. Therefore, NOx emissions in premixed uncontrolled appliances tend to decline
as they are very much dependent on local temperatures.

These considerations also indicate that a combustion control system enforcing a con-
stant air excess ratio may not be beneficial when it comes to hydrogen admixture, at least
not for appliances in the residential and commercial sector, where premixed combustion is
common. This is in contrast to non-premixed burners where combustion control generally
helps reduce the increased NOx formation due to hydrogen [31,32].

The different behaviour between these two forms of combustion can also be explained
by the air excess ratio A. In a premixed burner in which fuel and oxidizer are thoroughly
mixed prior to injection into the combustion chamber, the air excess ratio is homogenously
distributed in the reaction zone, there are no local differences in A. This means that the
actual combustion process will occur at the A set point of the burner, and any change in the
air excess ratio (e.g., due to hydrogen admixture into natural gas and the lack of a control
system) will directly affect the chemical processes in the flame front.

In a non-premixed burner, however, fuel and oxidizer are injected into the combus-
tion chamber separately, and the flows mix downstream of the burner, so that there is a
non-uniform distribution of local A inside the combustion chamber. A non-premixed flame
will stabilise where the local A equals unity, and most of the heat release and chemical con-
version processes will occur there, always under roughly stoichiometric conditions. Thus,
any change in fuel composition due to hydrogen admixture (and correspondingly, flame
temperature) will directly affect the main combustion processes and also NOx formation in
such a burner system, while these effects are largely mitigated in an uncontrolled premixed
burner system since the local A shifts as well.

A premixed burner in an appliance with combustion control will behave similarly to a
non-premixed burner in this regard, albeit at the chosen air excess ratio, not unity.

These effects are visualised in Figures 5 and 6 for combustion systems without, and
with, air excess ratio control, respectively, where the composition of the supplied fuel gas
switches from pure methane to a blend of CH, and 30 vol% Hj, and have been corroborated,
e.g., in [33].
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Figure 5. Effects of 30 vol.% Hj admixture on laminar combustion velocity and adiabatic combustion
temperature for an appliance without combustion control.

68



Energies 2022, 15, 777

70

£
=
= 60 A=125
H
. Sy =37 cm/s
= 50
2 T.a=1740°C
)
> 40 . L
g - i
2 o e
w 30
é __,:)"" A= 125 \.\E\%
= o
8 20 ‘ e S; =28 cm/s -
9] 5 @
2 Tq=1722°C
5 10
g
~ 0
0.5 0.6 0.7 0.8 0.9 1 1.1 1.2 1.3 1.4 1.5
equivalenceratio ¢ (=1/A)
—— CHy — 70% CH,/30% H, 50% CH,/ 50% H,

Figure 6. Effects of 30 vol.% Hy admixture on laminar combustion velocity and adiabatic combustion
temperature for an appliance with combustion control.

Another question in the context of combustion control is whether or not control sys-
tems that were originally developed to compensate for different natural gas compositions
will also work reliably with hydrogen/natural gas blends. The primary purpose of a
combustion control system in a residential appliance is to maintain a setpoint A value,
independent of the fuel gas that the appliance is supplied with and its original adjustment.
It is, for the most part, a safety feature to prevent excessive CO formation.

Many control systems in the residential and commercial sector are based on measure-
ments of the flame ionization current. This current will have a maximum at stoichiometric
conditions, and the control system can use this information to re-adjust an appliance if the
gas composition (and hence the minimum air requirement of the fuel) changes. However,
measurements carried out within the THyGA project show that this approach can be un-
suited for natural gas/hydrogen blends, as is visualized in Figure 7. This diagram shows
measurements of how an appliance with combustion control responds to changing fuel gas
compositions, both for minimum (Qp,in) and maximum load (Qmax). For both loads, the
hydrogen concentration was increased stepwise from 0 to 40 vol.%, the rest being methane
(CHy). The volume flows of fuel gas and the resulting air excess ratios (calculated from the
measured O, concentration in the flue gas) are also shown. The plot shows that the control
system is able to maintain a constant air excess ratio at minimum load, but fails to do so for
maximum load, resulting in higher air excess ratio with higher H, concentrations.

Nevertheless, the control system has at least some effect. For example, in a completely
uncontrolled system, a hydrogen concentration of 40 vol.% should have shifted the air
excess ratio to a value of about 1.7. Instead, it was found to stabilise at 1.6 in the experiment.

The failure of the control system is probably due to the fact that hydrogen admixture
does not only change the chemical processes during combustion, but also the shape and
length of a flame, particularly in premixed burners. The flame ionisation current signal,
however, is dependent both on the processes within the flame front, in particular the con-
centration of certain ions in the reaction zone, and on the relative position of the electrodes
to the flame. If the flame position and shape change (e.g., due to a change in the fuel, or the
thermal load of the appliance), this can impact the ionisation signal [34] and hence lead to
an inappropriate response of the control system, as the effects of both the relative change of
the flame position and the chemical effects in the flame front are superimposed.

69



Energies 2022, 15, 777

100

Qmin Qm ax

w
-

90

70

< 60
"y 21 &
= o
>
k= 50 g
K o]
> partial A control U

< 40

~ 1.6
complete A control .
" e
o] 30
-
11 without control: 20
A=17
10
0.6 0
0 5000 10,000 15,000 20,000 25,000
tins

— A — Vea CH,

Figure 7. Response of a combustion-controlled appliance to various levels of hydrogen in methane at
minimum and full load.

This effect is also shown in Figure 8, taken from [28], where several appliances with
combustion control were investigated with fuel gases with different Wobbe Indices. While
the appliances were able to maintain almost constant air excess ratios despite varying
Wobbe Indices, this changed once the change in the Wobbe Index was caused by the
admixture of hydrogen (highlighted data points). Again, the systems responded by shifting
towards higher air excess ratios, indicating that the measurement and control systems were
unable to detect the presence of hydrogen and react appropriately.

It is worth pointing out that shifting towards higher air excess ratios is generally not
safety-relevant since a higher A value usually leads to reduced CO emissions, unless the
air excess ratio is extremely high. However, based on the first measurements both within
the THyGA project and other investigations (e.g., [28]), hydrogen admixture can severely
reduce the effectiveness of combustion control systems in residential and commercial
appliances, at least for systems working with flame ionisation measurements. Control
systems based on flue gas component measurement, e.g., by measuring the O, content in
the exhaust gas, should perform better in this regard. This has already been demonstrated
with industrial burner systems [31,35] where this control approach is very common.

The main issue is that if the air excess ratio is actually maintained at a set point
value despite varying levels of H in natural gas, the mitigating effects of the A shift on
combustion velocities and temperatures (and thus also NOx formation, which, in gas
combustion, is primarily dependent on temperatures) cannot be exploited.
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Figure 8. Impact of changing Wobbe Indices on the air excess ratio in gas appliances with combustion
control. The highlighted data points show where the Wobbe Index change was due to H, admixture.
The different colors indicate different combustion-controlled appliances. Recreated from [28].

4. Conclusions

It is likely that hydrogen will play a major part in future energy systems, for large-
scale energy storage and transmission, and as a means to help decarbonise hard-to-abate
applications, e.g., in the mobility and industrial sectors. There are also plans to promote the
direct injection of hydrogen into the existing natural gas infrastructure. As a consequence,
appliance and equipment populations in the EU could be supplied with hydrogen/natural
gas blends in the near future, across all end-use sectors.

Given the significant differences between the physical and chemical properties of
natural gas and hydrogen, switching from natural gas to hydrogen/natural gas blends
or even pure hydrogen can affect combustion processes in residential and commercial
appliances in terms of performance, but also in terms of safety. It is obvious that the
consequences will become more pronounced with higher levels of hydrogen in the fuel
gas. In many ways, the question of how appliances and equipment respond to higher
levels of hydrogen in natural gas is a gas quality issue. Hydrogen admixture has an impact
on gas quality criteria such as relative densities, calorific values or Wobbe Indices, but
also on other combustion aspects such as adiabatic combustion temperatures and laminar
combustion velocities. It can be shown that the Wobbe Index alone is not well-suited to
assess the impact of the presence of hydrogen in a fuel on an appliance.

It is, however, important to not only look at the changing fuel properties, but also
at how combustion processes are implemented in appliances and equipment across all
end-use sectors.

Different combustion technologies will behave quite differently when supplied with
hydrogen/natural gas blends. As most gas appliances in operation today were never
designed with hydrogen in mind, it is therefore important to identify potential issues due
to hydrogen admixture into natural gas, determine acceptable Hy concentration limits and
develop mitigation options where required.

Within the framework of the European project “THyGA”, such investigations are being
carried out for appliances in the residential and commercial sector, the biggest end-use
sector for natural gas in the EU, both in terms of gas consumption and in terms of the
number of installed devices.

Theoretical considerations and first measurements indicate that the effects of hydrogen
admixture on combustion temperatures (relevant for potential thermal overheating of
components and NOx emissions) and the laminar combustion velocities (important for
flame stabilisation) are often largely mitigated by a shift towards higher air excess ratios,
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at least in residential premixed gas appliances. This shift occurs when a combustion
process was adjusted for a fuel gas and is then supplied with another fuel gas with a lower
Wobbe Index and is inevitable in an appliance without combustion control (barring manual
re-adjustment) but can also occur in controlled systems.

Current measurement technology installed in residential appliances is often unable to
properly detect the changes caused by hydrogen admixture, so that the control systems fail
to respond adequately. There is, however, the question of whether or not maintaining a
constant air excess ratio is actually beneficial in this case. Partially premixed appliances
(e.g., gas hobs or ovens) are likely to be more sensitive to the presence of hydrogen in
natural gas than fully premixed systems (e.g., boilers and heating appliances) since partially
premixed burners are at a greater risk to experience a flashback.

The mostly theoretical investigations presented here are only a first step in the THyGA
project and will be followed up by extensive measurement campaigns for a variety of
different combustion technologies and gas appliances typical for residential and commercial
gas utilization. They give a first indication, however, that many existing appliance types
can safely be operated with higher levels of hydrogen. These investigations also point
to further relevant aspects, e.g., the performance of combustion control systems and the
question of how to properly adjust appliances in a future where higher and fluctuating
levels of hydrogen may be found in the gas grids.
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Abstract: Several North American utilities are planning to blend hydrogen into gas grids, as a short-
term way of addressing the scalable demand for hydrogen and as a long-term decarbonization strategy
for “difficult-to-electrify” end uses. This study documents the impact of 0-30% hydrogen blends
by volume on the performance, emissions, and safety of unadjusted equipment in a simulated use
environment, focusing on prevalent partially premixed combustion designs. Following a thorough
literature review, the authors describe three sets of results: operating standard and “ultra-low NOy”
burners from common heating equipment in “simulators” with hydrogen/methane blends up to
30% by volume, in situ testing of the same heating equipment, and field sampling of a wider range
of equipment with 0-10% hydrogen/natural gas blends at a utility-owned training facility. The
equipment was successfully operated with up to 30% hydrogen-blended fuels, with limited visual
changes to flames, and key trends emerged: (a) a decrease in the input rate from 0 to 30% H, up
to 11%, often in excess of the Wobbe Index-based predictions; (b) NOx and CO emissions are flat
or decline (air-free or energy-adjusted basis) with increasing hydrogen blending; and (c) a minor
decrease (1.2%) or increase (0.9%) in efficiency from 0 to 30% hydrogen blends for standard versus
ultra-low NOy-type water heaters, respectively.

Keywords: hydrogen; natural gas; combustion; partially premixed; water heater; furnace; appliances;
NOx emissions; hythane; hydrogen-blended gas

1. Introduction

The interest in hydrogen in North America on the part of the energy industry is
growing rapidly, as a means of supporting climate change mitigation goals with this
flexible low-carbon energy carrier. As an energy vector, not unlike electricity, low-carbon
hydrogen can be generated in multiple ways, as a means of storing renewable energy
(“green” Hj) or decarbonizing fossil natural gas with integrated carbon capture (“blue”,
“turquoise” Hy). This flexibility has driven a rapid scale up in investment and interest,
from numerous utilities initiating programs to inject hydrogen into natural gas networks to
Canada’s national hydrogen strategy and the U.S. Dept. of Energy’s Earthshot program to
reach a goal of USD 1/kg H; [1,2].

The scale of the decarbonization challenge is not trivial, with a combined U.S./Canadian
natural gas network of 5.4 million km serving 85 million homes and businesses, where
natural gas combustion in U.S. and Canadian buildings and industry are responsible for a
combined 1077 Mt CO,e/year [3-6]. However, with significant potential as a decarbonized
energy vector, blending hydrogen into gas grids serving buildings and industry can serve
as both an important short-term way of addressing the scalable demand for hydrogen,
driving down costs of generation, storage, and distribution and an important long-term
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strategy to decarbonize “difficult-to-electrify” end uses, including those with significant
thermal demands, in older buildings, and in cold climates [7-9].

Hydrogen utilization represents one of several important and emerging shifts in the
energy industry towards broad decarbonization. While this concept is not new, with North
American development of the “green hydrogen” concept going back to the 1970s [10], only
recently are multiple large-scale pilots and demonstrations underway, as summarized in
Table 1. These efforts build on a prior coordinated shift from one piped gas to another,
the transition from manufactured gas to natural gas in the early 20th century. This prior
transition is covered well by Tarr in a comprehensive historical account, highlighting that
industry-wide, the full transition took 30 to 40 years to accomplish, with the greatest effort
concerning the conversion of end-use equipment [11].

Table 1. Selected North American hydrogen/natural gas blending demonstrations.

Location Details of Demonstration *

ATCO Gas will inject 5% of H, by volume starting in late 2022, in a

Canada—Alberta [12] section of its customer network serving approximately 2000 customers.

Enbridge Gas will inject 2% H; by volume in a network serving

Canada—Ontario [13] approximately 3600 customers in the Toronto metropolitan area in 2022.

A joint effort of San Diego Gas & Electric and SoCalGas to perform
US—California [14]  multiple demonstrations of blending initially from 1 to 5% H; by volume
up to 20%, in multiple portions of their networks, from 2021 to 2026.

Beginning with 5% H, injection at a training facility
US—Utah [15] in the Salt Lake City region, Dominion Energy
may expand to customer networks starting in 2022.

Testing at training facility at 5% Hj blended, NW Natural may also

US—Oregon [16] expand into customer networks into 2022-2023.

Not a blending demonstration per se,
but Hawaii Gas has long operated a distribution network
on Oahu delivering a manufactured gas containing 10-15% H,
by volume serving approximately 30,000 customers.

US—Hawaii [17]

* Information current as of 2021.

Concerning these risks of blending hydrogen into the existing natural gas networks in
the U.S., several excellent overviews were performed with focus on infrastructure concerns,
including a National Renewable Energy Laboratory (NREL) and Gas Technology Institute
(GTI) technical review focused on pipeline distribution concerns [18], followed by two
comprehensive industry reviews, prepared jointly for the American and Canadian Gas As-
sociations and the Pipeline Research Council International, respectively. Additionally, the
heating, ventilation, air-conditioning, and refrigeration (HVAC/R) industry commissioned
its own review with a focus on end use equipment [19]. Studies largely point to the Euro-
pean “NaturalHy” Project [20], from 2004 to 2009 that concluded that minor adjustments to
equipment in Europe could accommodate fuel blends with up to 20% hydrogen by volume,
though given variations in equipment in the U.S. versus Europe, the 2013 study pointed to
5-15% as a range that would “appear to be feasible with very few modifications to existing
pipeline systems and end-use appliances” [18]. More recent industry reviews agreed that
up to a 20% limit was generally suitable, though the HVAC/R industry’s detailed failure
analysis approach concluded that only currently (as of 2021) produced equipment should
be safe to operate with up to a 20% hydrogen blend, provided that no adjustments are made
regarding the reduction in heating capacity, a conclusion largely based on an attempt to
certify one piece of North American equipment in Europe [13]. Citing the efficiency benefit
of newer products, the study also recommended that existing equipment be replaced and
did not specify a hydrogen blend tolerance for equipment currently in operation [19].

Up until recently, most investigations of blended hydrogen’s impacts on building
equipment, including the highly cited “NaturalHy” project [20], were performed in Europe,
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and the equipment evaluated differed from that in use in the U.S. and Canada. However,
with the growing interest in hydrogen’s role as a low-carbon energy carrier, in addition
to the continued research in Europe [21], there is a renewed interest in North America,
with recent laboratory investigations by UC Irvine [22] and Appliance Engineering [23],
in addition to the work described in this paper.

Using a laboratory and field-based approach, the authors investigated the impact
of hydrogen-blended natural gas on conventional unadjusted fuel-fired equipment fre-
quently found in North American buildings, specifically the impact on this equipment’s
performance, emissions, and safety in a simulated use environment. In these buildings,
where natural gas (>95% methane) remains the predominant fuel for heating, this study
focuses on space and water heating equipment, which consumes 95-97% of natural gas
in these applications [24,25], with simplified diagrams of these burners shown in Figure 1.
Miscellaneous appliances such as hearth products and cooking equipment, in addition
to water heaters and furnaces, were also examined in a field environment, focusing on
partially premixed equipment and the resulting NOy emissions. While residential-sized
equipment is evaluated in this study, note that the designs examined are often simply
scaled-up in size for commercial building applications, where variants of burners shown in
Figure 1 are applied in residential-sized and commercial-sized equipment alike.

“In-Shot” Warm-air Furnace Burner (< 40 ng NOx/J)
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Figure 1. Primary burner types investigated.

With a focus on the U.S. and Canadian context, the goal of this study is to (a) perform
a thorough review of the current state of knowledge concerning the performance and
emissions impacts of hydrogen-blended natural gas on typical combustion equipment in
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homes and businesses, (b) expand these datasets with laboratory and field-based sampling
of partially premixed type burners and combustion equipment operating with up to 30%
hydrogen blends, with a focus on operational performance and NOy emission impacts, and
(c) draw distinctions between common variations, including natural versus induced draft,
high versus standard efficiency, and standard versus “ultra-low NOy” designs.

2. Background

For combustion equipment designed to operate with standard gaseous fuels (natural
gas, liquified propane, and manufactured gas), hydrogen presents numerous challenges
as a fuel when blended, including its faster flame speed, increased flame temperature,
reduced volumetric density, wider flammability range, reduced flame luminosity, and
other factors [21-23]. Appendix A provides an overview of the fuel gas quality impacts of
blending hydrogen into natural gas.

As apparent in the aforementioned reviews, predicting the tolerance of blended hydro-
gen in the wide array of combustion-based end-use equipment is challenging, in large part
due to the limited datasets available. For earlier studies, hydrogen tolerance of existing end
use equipment was based largely on a small number of older European studies [18], while
more recent assessments analyzed an expanded dataset for residential and commercial-
sized equipment; however, they remain limited (<30 pieces of equipment) [19]. This
presents a challenge to utilities when considering the injection of hydrogen into existing
natural gas networks, as the short-term and long-term impacts on the wide diversity of
combustion equipment downstream remain uncertain.

(Air to Fuel Ratio)stoichiometric

V/SGyel

Combustion Air Requirement =

2.1. Equipment Testing Data

Despite noted challenges with predicting equipment impacts on gas quality alone,
for fuel-fired heating and cooking equipment in North America considered in this study,
general trends do apply to the major combustion system types with hydrogen blending.
As with this study, the following applies to “moderate” levels of hydrogen blending into
natural gas at or less than 30% by volume, though equipment-specific impacts can vary:

1.  All unadjusted equipment will see reductions in heating output with increased hydro-
gen added. For steady-state (i.e., on/off) equipment, manual adjustments are possible,
but may not be necessary. For equipment meeting a thermal demand, equipment may
be manually or automatically adjusted to compensate, and unadjusted equipment
will compensate with longer runtimes.

2. Partially premixed combustion systems will likely see an increase in primary aeration,
resulting in the potential for concerns with flame stability and temperature, leading to
flashback and increased thermal NOx emissions, respectively. However, the available
test data show that for moderate ranges of blending (<30%), flame stability is generally
not an issue and NOy emissions are stable or decline [22,23], as will also be shown
later in this paper. As a class, these are the most common combustion system types in
North America, due to low cost and high reliability, including most furnaces, water
heaters, boilers, cooking equipment, and hearth products.

3.  Premixed combustion system impacts will vary by the control of fuel/air mixing,
as the impact of hydrogen addition varies accordingly. For common pneumatically
controlled fuel/air mixing, the air flow remains approximately constant as hydrogen is
added, and thus combustion shifts to being leaner (A increases), which can counteract
the impact hydrogen has on flame temperature, speed, and stability. For electronically
(or “digitally”) controlled fuel/air mixing, often a constant-A approach is employed,
the equipment automatically compensates for the change in fuel properties with added
hydrogen, requiring additional compensation to avoid flame stability issues. Premixed
systems are commonly used in high-efficiency equipment where the precise control
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and modulation can be valued, and pressurization of the combustion chamber(s) is
needed to overcome heat exchanger pressure losses. Examples of common equipment
classes that utilize premixed combustion include tankless water heaters, combi boilers,
fuel-fired heat pumps, micro-combined heat and power, and equipment required to
meet ultra-low emission requirements (<14 ng NOx/]).

4. Non-premixed (diffusion) combustion systems have a greater tendency towards flame
lift, though these have been observed to be minor in practice at moderate ranges of
blending (up to 30%). While there are many examples of non-premixed combustion
in daily life, from candle flames to wood fires, these are not common with gaseous
fuels due to the poor combustion control. Examples are limited to decorative flames
(e.g., gas lights), log lighters, and individual pilot lights.

While published datasets of equipment testing are scarce, an excellent review provided
additional insights, largely based on the testing of European-style premixed combustion
systems (e.g., hot water domestic boilers) [21]. Broadly, with increasing hydrogen blending,
efficiency impacts are generally small (<2%) or within measurement error. Flame ionization
sensors showed measurable declines in the control signal requiring further investigation;
however, this impact did not warrant overall safety concerns. Similarly, an impact on
ignition was not observed for hydrogen addition. The impact on flame temperature
was mixed, though generally studies showing the region near the flame did increase in
temperature but combustion chamber temperatures declined due to the increase in excess
air levels. Regarding emissions, generally CO and NOy emissions are shown to decrease or
remain the same with added hydrogen. Regarding flame stability issues such as flashback,
this is observed in some studies with higher hydrogen blend ratios, at or above 20% for
fuel-rich combustion and at or above 40-50% for standard combustion. These stability
issues are not well characterized in the literature, some appearing to be random, and cannot
be explained by hydrogen addition alone [21].

For the North American context, these findings do not always translate to the preva-
lent partially premixed combustion-type water heaters, furnaces, and cooking equipment.
Two recent datasets provide insights on North American appliances, though studies dif-
fered in the equipment tested, the operating conditions, the test method and instrumen-
tation employed, and the analytical approaches. Additionally, one study included the
operation of all equipment at 5 and 15% hydrogen blended with methane, while the second
study varied the blending ratio into natural gas by appliance, depending on observations
and experimental limitations. With these disclaimers noted, the following consistent re-
sults between datasets concerning furnaces, boilers, and water heaters that primarily use
partially premixed combustion system designs can be observed [22,23,26-28]:

1.  Equipment de-rating was a consistent result, wherein hydrogen blending decreases
the input rate of equipment that the shift in Wobbe Index generally underpredicts,
where more than a 3.5% de-rate is observed at 15% H, in most instances.

2. The impact on CO and NOy emissions from unadjusted equipment with hydrogen
blending is inherently complex and it is a common misconception, particularly for
NOy, that hydrogen blending rates are proportional to rates of emissions. In principle,
unadjusted partially premixed equipment will experience competing factors towards
CO and NOy emission increases owing to the shifts in the gas quality and availability
and distribution of combustion air. In most cases, for the furnaces, boilers, and
water heaters, the 15% Hj case had CO emissions within =10 ppm air-free (AF) from
baseline and NOx emissions +5 ppm AF from baseline, though some boilers saw
significant decreases from the baseline of both. In all cases, the overall fuel/air ratio
shifted lower as predicted, as observed with stack O, and CO, measured.

The current study seeks to both (a) expand the dataset for a broader range of equipment
types, with variation within categories (high vs. low efficiency) and (b) quantify these
impacts through steady and dynamic experiments, simulated use and extreme scenarios,
from 0 to 30% hydrogen blends.
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2.2. Partially Premixed Burner Typologies

Figure 2 schematically illustrates the three types of burners tested in the laboratory
as part of this study. These burners belong to a broader category of “self-aspirating” or

“inspirating” burners, whereby some or all the air required for combustion is entrained into

the burner body by an expanding fuel gas jet through momentum transfer. Most commonly,
these types of burners are implemented as “partially premixed” burners, where less than
100% of the air required for complete combustion is injected as “primary air”. “Secondary
air” is then required to complete combustion outside the burner body. Flames from these
types of burners exhibit a distinct “double flame” structure, where a bright inner-cone of
a rich-premixed flame is visible, surrounded by a duller outer cone diffusion flame. Gas
manifold pressures of 3.5-12 mbar are commonly used with these types of burners to inject
gas into the body of the burner. Both the “pancake” water heater and the “in-shot” burners
illustrated in Figure 2a,b are examples of partial premix systems. Other types of appliances
where these styles of burners are common include gas ranges, clothes dryers, decorative
fireplaces, space heaters, older boilers, grills, commercial ovens and fryers, among others.
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Figure 2. Schematic illustrations of typical North American atmospheric burners, including:
(a) a “pancake” partially premixed burner from a storage water heater; (b) an “in-shot” partially

premixed burner from a modern residential furnace; (c) an premixed ultra-low NOy burner from a
storage water heater.
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The prevalence of partially premixed burners in North America can be in the large part
attributed to their low cost (often stamped steel or cast iron), simplicity (can be unpowered),
as well as stable and efficient operation [29]. The amount of primary air injected is typically
50-70% [30], leading to a rich-premix flame with a laminar speed of less than 50% of the
maximum [31]. The reduced flame speed makes the burner more resistant to flashback,
while consuming most of the fuel. To complete combustion, secondary air is entrained
into a diffusion flame either through a naturally induced draft (pancake) or a forced draft
(in-shot). In the latter case, induced draft is required to allow the burner to operate in
a horizontal orientation without allowing the flame to impinge on the heat exchanger
(common in North American furnaces).

Additionally illustrated in Figure 2c is a unique fully premixed self-aspirating burner.
In North America, these types of burners are used for ultra-low NOy water heaters, as
required by local laws in both California and Utah. To achieve ultra-low NO levels of
emissions, these burners rely on a radiant screen (metal wire, perforated plate, or ceramic)
to absorb some of the heat of combustion and radiate it back out along the surface. This
phenomenon has the effect of reducing the gaseous flame temperature and stabilizes the
flame near the surface with an overall smaller reaction volume [29,30]. This in turn reduces
the formation of NOy [32]. What makes the burner in Figure 2c unique is how it achieves
fully premixed operation. Instead of using a blower and a pressurized combustion system,
the burner in Figure 2c relies on self-aspiration to inject nearly 100% of the air required
for complete combustion (by means of a large port area [30]). To get up to 115-120% of
stoichiometric air for complete combustion, this burner relies on a natural draft established
inside the water heater flue to draw additional air through the burner inlet, which is
positioned outside the combustion chamber (i.e., the burner outlet is at a negative pressure
relative to the burner inlet). Regardless of whether they are partially or fully premixed,
the types of burners depicted Figure 2 have operating characteristics (firing rate, fraction
primary air, and port loading) that are sensitive to the geometry, operating conditions, as
well as the gas properties. While a self-aspirating burner can be designed to operate using
any type of gaseous fuel [30], if the fuel properties suddenly change, the same burner may
become susceptible to flashback, flame lift, or other instabilities.

3. Methods

In this study, a comprehensive approach was used to characterize the impacts of hy-
drogen blended with natural gas on common North American fuel-fired equipment. First,
the authors built and operated two partially premixed combustion system “simulators” to
represent a storage-type water heater and warm-air furnace combustion chambers. These
simulators were used to evaluate common burners and their controls, while permitting
imaging and direct observation of qualitative impacts on flame appearance, stability, and
other factors. Second, the authors identified and acquired five appliances, including con-
ventional (standard NOx) and ultra-low-NOx versions, and designed flexible test stands to
evaluate each appliance with natural gas mixtures with increasing hydrogen content, with a
focus on mass-market products. For these laboratory tests, the burners and equipment were
operated with pipeline natural gas and mixtures of methane/hydrogen ranging from 0 to
30% hydrogen by volume. Finally, the authors travelled to a North American utility-owned
training facility, consisting of a collection of small buildings, to perform field sampling
of emissions from fifteen (15) appliances that included water heaters, furnaces, ranges,
ovens, dryers, and a fireplace. In the field, emission measurements were taken for all
appliances operated with 100% natural gas and a blend of approximately 5% hydrogen
and 95% natural gas, with one water heater also tested at a 10% hydrogen blend. While
many aspects of equipment operation were examined, the primary focus concerned the
measured emissions of NOy. Figure 3 below highlights this progression of testing for water
heaters, from the simulator, to in situ testing in the laboratory, and then the field.
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Partially-Premixed Burner Simulator In-Situ - Laboratory In-Situ - Field

@) (b) (©)
Figure 3. Example of approach with: (a) water heater simulator testing; (b) laboratory testing;
(c) field testing.

3.1. Laboratory Testing

Two sets of tests were performed with a focus on the two primary categories of equip-
ment in North American homes, the fuel-fired storage-type water heater and the warm-air
furnace, one or both used in more than half of North American homes [24]. Custom fueling
rigs were built for open air and in situ testing, which fed the experimental equipment with
natural gas, 100% methane, and hydrogen/methane mixtures from 5 to 30% hydrogen
with increments of 5%. An upper limit of 30% was selected a priori due to the anticipated
suitability with most equipment, based on the literature review and discussions with
manufacturers; however, this is not suggestive as an upper limit of hydrogen tolerance
for any equipment tested. Fuel mixtures were supplied from cylinders with a simplified
process, and the instrumentation diagram of the fueling rig is shown in Figure 4, while
the instrumentation, analyzers, and other equipment used are listed in Table 2 below. The
semi-portable fueling rig comprised a cylinder cart and an instrumentation cart which
allowed the rig to be easily moved around to various test locations. No filters were used
with either the gas from the cylinder or from the building supply. The gas supply from the
high-pressure cylinders was allowed to expand naturally, resulting in a ~6 °C degree drop
in some instances. An improvement for the future will be to better control the gas supply
temperature, which varied in the present study by 5-6 °C.
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Figure 4. Simplified Process and Instrumentation Diagram (P&ID) of experimental fueling rig.
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Table 2. Summary of instrumentation used in simulator and in situ laboratory testing.

Measurement Instrument/Analyzer Used Calibration Range/
Instrument Accuracy
Total Hydrocarbons (THC) ~ Rosemount Analytical 400A 800 ppm
NOx (NO and NOy) Ecophysics CLD 700EL 80 ppm NO
Rosemount o
2 Analytical X-Stream 8% O,
Rosemount 0
CO/CO; Analytical X-Stream 400 ppm CO, 18% CO;
Fuel Pressure Dwyer ISDP-008 +31.1 Pa
Fuel Flow Elster DTM-200A Gas Meter 1% of reading
(prec.: 17.7 pulses per L)
Gas/ Air Temperatures T-type/K-type thermocouples £0.75% of reading
. Traceable
Atmospheric Pressure Excursion-Trac Barometer +406 Pa
Water pressure Ashcroft G2 (0-6.9 bar) +1.0% full scale
Water Temperatures Omega 1/10 DIN (less than + 0.08 °C at
p P-M-1/10-1/8-6-0-P-3 RTDs 60 °C, less than £ 0.04 °F at 10 °C)
Supply Water Flow Dwyer MFS2-3 +1% of reading

Regarding the natural gas supplied during testing, house gas analysis of the natural
gas supply to the lab showed it to contain 93.5% methane by volume and have a higher
heating value of 38.8 MJ/m3 (1042.4 Btu/scf). For the water heater burners, the ignition
process was controlled and the fuel supplied, using an unmodified storage water heater
gas valve in simulator testing with a 10.0 mbar manifold pressure. Supply pressure was
kept at or slightly above 17.0 mbar. For the furnace simulator, the “high” and “low” firing
rates were controlled by manifold pressures of 8.7 and 3.7 mbar, respectively. All in situ
testing was initially calibrated to manufacturer requirements with pipeline natural gas
conditions and then held constant for methane and hydrogen/methane blends. All tests
were performed at an altitude of 196 m above sea level.

3.1.1. Simulator Testing Details

The primary goal with testing using “simulators” of water heaters and furnaces was
to gather quantitative and qualitative data on the short-term operation of the appliance
burners alone, while providing physical and visual access not afforded by testing equipment
(burners in situ). Representing most installed gas-fired water heaters, both the standard and
ultra-low NOy type, and warm-air furnaces in North America, four burners were evaluated
using simulators. Burners were removed from appliances, installed in simulated operating
environments, and operated with standard controls and boundary conditions (e.g., fuel
pressure). Exhaust properties were measured, including temperature and composition,
in addition to fuel inlet conditions (temperature, pressure, and flow) and burner surface
temperatures at multiple locations. Visually, photography and video were used to capture
the dynamic impacts of hydrogen addition on flame ignition, start-up, and steady operation,
provided that successful start-up was demonstrated, using a digital single-lens reflex
(DSLR) camera.

Test durations were up to 10 min, until loss of flame, or until flame instability and/or
an unsafe combustion condition was observed (e.g., >400 ppm CO air-free). If the measured
surface temperatures were observed to climb for the duration of the 10 min test period, then
the test period was extended such that no appreciable trend of increasing burner surface
temperatures was observed for at least 5 min. The purpose of these tests was to observe
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and record the ignition process, and to determine whether stable combustion was achieved
and could be maintained afterwards.

Each burner was first tested with natural gas, then 100% methane, followed by
hydrogen—-methane mixtures from 5 to 30% hydrogen by volume in increments of 5%.
Natural gas served as the baseline for the burner operation and adjustments, with proper-
ties such as gas pressures, orifice sizes, and simulator controls held constant for subsequent
fuels. Both “cold” and “hot” starts were performed, where the latter represented cycling,
operating the burner after a loss of flame/re-light operation. As the blended hydrogen
fraction increased, the original objective was to terminate the test at a hydrogen level where
instabilities or inconsistent operation were observed. However, in all cases, tests were
performed up to the a priori limit of 30%. The following issues of concern were monitored
with increasing hydrogen blending:

1. Uneven flame distribution and hot spots: particularly for ultra-low NOx burners.
These burners have a larger burner port/flame holder surface area to decrease the
flame temperature for NOx control.

2. Overheating of burner material: this could occur in any of the burners, but most
readily in the “pancake” and “in-shot” burners because of the higher port loading
compared to the other burners.

3. Flashback and/or formation of a diffusion flame at the burner orifice: The higher
flame speed and wider flammability range of hydrogen makes it possible for a flame
to occur where it would otherwise not be possible with methane or natural gas. The
simple flow-through design of the “in-shot” furnace burners makes them particularly
susceptible to this.

The water heater simulator (Figure 3) approximated the operating environment of
a water heater while providing ease of visual access to the burners. The simulator was
based on a combustion chamber and flue segments from an unassembled water heater.
The burners were tested in the bottom portion of a water heater combustion chamber, and
a storage water heater flue piece was suspended above the combustion chamber with a
~2.5 cm gap between the top of the combustion chamber and the flue section. The gap
between the bottom portion of the combustion chamber and the fuel input assembly was
partially covered with ceramic fiber insulation to minimize flue gas dilution and to establish
a draft for the burners. A small opening was left to serve as an observation port and to
allow for ease of recording unobstructed videos of the ignition and combustion process.
In addition to measuring fuel properties (temperature, pressure) and exhaust gas analysis,
burner surface temperatures were measured during simulator testing. The diagrams in
Figure 5 show the location and naming of welded surface thermocouples for the ultra-low
NOy (ULN) burner designs #1 and #2. Given the similarities in geometry, the circular
Standard NOy “pancake burner” (Figure 1) had similar locations and identical naming to
those thermocouples shown for ULN burner #2.

ow NOx Burner #1
ST

Ultra L

Figure 5. Cont.
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Figure 5. Ultra-low NOx water heater burners with positions of thermocouples: (a) #1 and; (b) #2.

The induced draft warm-air furnace simulator was constructed to approximate the
operating environment and for visual access to the “in-shot” burner, with an example
pictured in Figure 6. As the typical furnace flame is a “loose” flame, flame stability and
structure were a key component of the testing, and unique methodologies of qualifying
these were provided using the simulator. The simulator comprised a solid steel metal U-pip
with a burner and borosilicate glass tube at the inlet, a water-cooled heat exchange loop,
and an induced-draft blower at the outlet. The system was completely sealed outside of
the inlet and outlet portions with insulation provided on the body of the loop, as shown in
Figure 6, covered with fiberglass insulation for safety.

(b)

Figure 6. Photos of furnace simulator: (a) flow path; (b) placement of camera.

The “in-shot” burner used was a typical design found in residential forced-air furnaces,
made of stamped sheet metal and carry-over flamelets on either side of the main burner
outlet for ignition propagation, with an orifice size 2.08 mm providing the fuel. The burner
was situated 3.2 cm from an inlet plate that has an inlet hole 3.2 cm in diameter with the
burner being concentric with the inlet hole—the placement and dimensions were taken
from a non-condensing residential furnace on site later used for in situ testing.

During tests, the visible flame resided within the borosilicate glass tube, immediately
after the inlet plate, and the glass tube was 46 cm long, 9 cm in diameter, and 0.3 cm
thick. The upstream end of the tube was compressed into glass fiber insulation that covers
the inlet plate, and the downstream end of the tube was inserted 5 cm into the metal
framing of the simulator body, with insulation compressed radially at the interface of the
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glass and body. The “U”-shaped steel flow path downstream of the glass and viewing
tube and temperature measurement point contained water-cooled copper tubing loops.
An inducer fan was installed at the outlet of the U-tube, modulated by a custom-built
controller providing a pulse width modulation signal with digital tachometer output.
Measurements included flue gas composition and the following temperatures: (1) that of a
thermocouple welded to the burner body itself, approximately 1 cm from the burner face,
(2) that of a thermocouple placed 20 cm downstream of the glass tube-to-metal housing
transition, with the bead in the centerline, recessed 0.6 cm into the body of a shielding tube
to limit radiant heat from the flame, and (3) that of a thermocouple placed 10 cm upstream
of inducer blower in order to prevent damage to the impeller. Emission measurements
were performed 15 cm upstream of the inducer, immediately after the copper cooling coils.

Two firing rates were used based on a common two-stage reference residential furnace,
with a 5.9 kW “High” fire and a 4.1 kW “Low” fire, set with natural gas as a reference fuel
based on manifold pressures noted previously. The inducer blower speed was adjusted
such that that the horizontal flame did not impinge on the glass observation tube and to
minimize exhaust temperatures to protect the inducer. The nominal stack O, concentration
was 14% by volume (dry), set with natural gas. The inducer speed was then kept constant
for the remaining tests. For ignition control, a standard control module was used with a
self-grounding spark ignitor and separate flame sense rod. The spark ignitor was placed
1 cm downstream from the burner face and the flame sense rod placed 1.3 cm from the
burner face, both placed in the center of the primary burner face. The fuel flow was
controlled via an unmodified gas valve which in turn was controlled via a signal from the
ignition module, operated with a manual switch.

3.1.2. In Situ Testing Details

In situ equipment testing was performed with three water heaters and two furnaces.
The appliances were operated with simulated loads, with imposed draws on the water
heater and simulated thermostat calls for the furnace. Each appliance was first adjusted
using natural gas (supply pressure and flue installation) and then tested with hydrogen
blended with methane in the 0-30% range by volume, in 5% increments. The appliances
were installed and operated in a manner consistent with manufacturer requirements (aside
from fuel mixture). The three water heaters selected used the three open air burners
as shipped, the standard NOx “pancake” burner, ULN burner #1, and ULN burner #2,
respectively. As is common in industry, the furnaces both used variations on the “in-shot”
burner design. While four manufacturers were represented amongst the five products
selected, where the “pancake” burner and ULN #1 burner-type water heaters were from the
same OEM, an important note is that results should not be viewed as manufacturer-specific, but
reflecting the authors’ operation of these appliances as per this test plan. Testing and analysis of
the results was not performed in consultation with equipment manufacturers and, due to
the nature of laboratory testing, may not reflect the impacts observed in a field environment.

Table 3 summarizes the equipment tested, noting that the efficiency of water heaters
and furnaces are shown in terms of the uniform energy factor (UEF) or annual fuel uti-
lization efficiency (AFUE), common in North America [33,34]. For the water heaters,
measurements of inlet and outlet water temperatures and flow rates facilitated an energy
balance. The furnace testing used an air handler unit (AHU) for ducting, which was in-
strumented for air-side temperature and pressure measurements, allowing for an air-side
energy balance to be completed. Fuel flow was measured using the previously described
fueling rig.

Each steady-state operating point was deemed complete based on observation of the
burner surface and exhaust temperatures. For water heater tests, the test was concluded
once the aquastat setpoint temperature was reached and the ignition controller turned off
the burner. The ignition process used existing hardware, either a pilot light or electronic
ignition, and for each fuel the tests were conducted from a “cold” start with the furnaces
at room temperature (~20 °C) and with water heaters after they had been flushed with
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cold water such that the inlet and outlet temperature from the water heater were within
2.8 °C of the incoming water temperature at the time of testing, and a re-ignition attempt
immediately after the previous test to represent a “hot” start. Throughout all test points,
emission measurements (CO, CO,, NOy, O,, THC on a dry basis) and stack temperature
were measured to determine the appliance performance and combustion efficiency.

Table 3. Equipment used in in situ laboratory testing.

Equipment Name Burner Type Description and Key Features
Standard Water Heater “Pancake” Burner Standard NO, 0',62 UEFE, 1891,
11.7 kW input
ULN Water Heater #1 ULN Burner #1 Ultra-low NO, 0'§4 UEF, 1511,
11.7 kW r input
ULN Water Heater #2 ULN Burner #2 Ultra-low NO, 0',58 UEFE, 151 L,
11.1 kW input
. " P Standard NOy, 80% AFUE,
Non-Condensing Furnace In-Shot” Burners High Fire = 23.4 kKW, Low Fire = 18.8 kW
Condensing Furnace “In-Shot” Burners Standard NOx, 95% AFUE,

Input (Single Stage) = 16.4 kW

Specific to the water heaters, a cycling test and the first draw with full recovery was
completed for the standard water heater and ULN water heater #1, with only methane and
the fuel blend containing 30% hydrogen to measure the recovery efficiency as defined by
the U.S. standard [33]. Each water heater also underwent a “slug test” where the water
heater was operated continuously by imposing a constant draw with the fuel mixture
containing 5% hydrogen initially. The fuel supply then was switched to the mixture
containing 30% hydrogen. The water heater was further operated for at least 5 min, and
then the fuel was switched again to the mixture containing 5% hydrogen. This test was
conducted to see if rapid changes in fuel composition would negatively impact the stability
of the burner.

3.2. Field Equipment Sampling

To supplement the laboratory tests, field sampling was performed at a natural gas
utility training facility, wherein a wide range of common fuel-fired equipment is oper-
ated in a simulated residential environment, with 5-7 groups of equipment installed in
14 mock homes. Sampling occurred over the span of a week, where hydrogen blending was
performed on-site with pipeline natural gas into the network serving this facility, which is
located in a high-altitude region (>1 km above sea level).

The appliances were tested as installed using unmodified controls. Emission mea-
surements were taken at locations that were most convenient to minimize the alteration of
appliance operation. In some instances, the exhaust flue was partially removed from the
appliance to provide a location for measuring emissions, but no other modifications were
made that could have provided better access to measurement locations. Table 4 highlights
the residential equipment sampled, which excludes dryers due to challenges with drawing
an accurate sample from a highly diluted exhaust stream without significant modification to
the appliance. Relevant to the equipment emission sampling periods, the actual hydrogen
blending and fuel heating values are shown in Table 5.

For all stack measurements, a Bacharach model PCA400 was used for the emission
tests. The emissions analyzer was calibrated prior to travel by the manufacturer, with a
National Institute of Standards and Technology (NIST) traceable certificate of calibration
available upon request. The measurement ranges and accuracies for each of the reported
measurements and derived values are listed below in Table 6. Except for dryers, most
appliances were able to be run in a continuous fashion to allow enough time for the sensors
to become fully saturated and meet response time requirements.
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Table 4. Equipment used in field sampling.

Location Equipment Name Burner Type Description and Key Features
P p Standard NOy, 0.59 UEF,
A Water Heater #1 Pancake” Burner 151 L, 11.7 kW input
P P Standard NOy, 0.59 UEF,
B Water Heater #2 Pancake” Burner 151 L, 11.7 kW input
Ultra-low NOy, 0.62 UEF,
D Water Heater #3 ULN Burner #2 144 L, 10.6 KW input
” p Standard NOy, 0.59 UEF,
E Water Heater #4 Pancake” Burner 151 L, 10.6 kW input
" P Standard NOy, 80% AFUE,
D Furnace #1 In-shot” Burners Input (Single Stage) = 25.8 kW
Standard NOy, 80% AFUE,
E Furnace #2 “In-shot” Burners High Fire = 14.7 kW,
Low Fire = 10.3 kW
B Wall Furnace #1 “In-shot” Burners 66% AFUE, Input = 14.7 kW
G Wall Furnace #2 “Ribbon” Burners Input = 23.4 kW
C Fireplace #1 Perforated Burner Input = 8.8 kW
A Range/Oven #1 Standard Range Burner Max. Input = 15.5 kW
E Range/Oven #2 Standard Range Burner Max. Input =19.9 kW
F Range/Oven #3 Standard Range Burner Max. Input = 19.2 kW

Table 5. Gas quality details during field sampling.

Sampling Day Hydrogen Blend (Actual %) Heating Value (Average, MJ/m?)
1% 4.49 37.63
2 5.18 +0.39 37.56 £ 0.15
3 0.00 38.90 £ 0.26
4 10.02 £ 0.43 35.95 £0.11

* Applies to Location D only. ** Applies to Water Heater #3 only.

Table 6. Field emission sampling analyzer details.

Oty. Range Resolution Accuracy Response Time
O, 0t0 20.9% 0.1% +0.3 % T90<20s
+10 ppm (0 to 200)
Cco 0 to 10,000 ppm 1 ppm +5% reading (201 to 2000) T90 < 40s
£3 ppm (0 to 50)
NO 0 to 3000 ppm 1 ppm +5% reading (51 to 2000) T90 <30s
£3 ppm (0 to 50)
NO, 0 to 500 ppm 1 ppm +5% reading (51 to 500) T90 <40s
Taye —20 °C to 1200 °C 0.05°C +0.5°C T90<70s

Most of the tests used sample periods of 10 min with data collected at 5 s intervals.
The emissions analyzer was purged outdoors in fresh air before each 10 min sample run.
The emissions analyzer also underwent CO auto-zeroing during each startup. As cooling
would occur in the corrugated stainless-steel tubing (CSST) where used, a sheathed Type
K thermocouple was added to the ambient temperature port of the side of the Bacharach
PCA400 to give an indication of the flue gas temperature in addition to the sample gas
temperature. This helped to provide a rough determination of appliance operation. The
sample lines water trap was adjusted to the vertical position to ensure proper sampling.
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The filter in the water trap assembly was checked daily to ensure no water had condensed
in the probe/CSST and bypassed the water trap to soak the filter. Examples of appliance
exhaust sampling methods are shown in Figure 7.

Wiz,
/,,,

-~
-
g

Figure 7. Field-testing exhaust sampling examples for: (a) water heaters; (b) furnaces.

4. Results
4.1. Laboratory Testing

With the partially premixed combustion simulators built and commissioned, recreating
storage-type water heaters and warm-air furnaces, four common burners in use in North
America were installed and tested with natural gas and 0-30% hydrogen blended with
methane, using 5% increments. ULN burner #1 was operated “as-shipped” and with a
common orifice to the “pancake” burner to match nameplate input rates, the latter noted as
“orifice”. For in situ testing, three water heaters were installed and operated with natural
gas and hydrogen/methane blends ranging from 0 to 30%, with cold starts (cold tank),
hot starts, “slug tests” varying fuel mixtures dynamically, and a recovery efficiency test
for two of the three water heaters. Of the three water heaters used, each contained one of
the burner types tested in simulator testing. Two furnaces were installed and tested with
the same range of fuel mixtures, a non-condensing dual-stage furnace and a condensing
single-stage furnace. All in situ water heaters and furnaces were tested “as-shipped”,
without adjustments to the burner or its operating settings.

4.1.1. Simulator Test Results

All water heater burners and their pilot lights were consistently able to operate with
natural gas and 0 to 30% mixtures of hydrogen blended into methane. Ignition was not an
issue with all mixtures and flashback was not observed. ULN burner #2 had a localized and
slightly lifted flame in a region on the flame holder which became more pronounced with
greater hydrogen fractions, though this did not present an observable operational issue.

For furnace “in-shot” burners, hot and cold starts were performed for both high and
low firing cases. Within less than 0.3 s from the initiation of the ignitor, the flame typically
reaches the full length of the viewing tube, though it required 2-5 s to reach an appearance
of a steady flame. While the steady state flame structure appeared to be impacted by
hydrogen blending, with a shortened flame with up to 30% hydrogen blended in, ignitions
were not observed to differ in duration or nature with increasing hydrogen. No sustained
issues were observed with startup over the range of firing rates and mixtures, both for cold
and hot starts, though an intermittent stability issue determined to be an artifact of the test
setup is discussed later.

Still images of the burners from all tests are shown in Figure 8, where for “blue” flames
(pancake and in-shot) it is difficult to draw conclusions, though it is important to note that
the shift in color between more teal and blue flames is unexplained and is likely influenced
by lighting /camera factors. For radiant burners, ULN #1 and #2 water heater burners, the
cooling of the burner is apparent with increasing hydrogen, as is the portion of ULN #2,
which has a slightly lifted flame in the rear, closer to the ignitor, both attributed to the
reduced heat output.
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Figure 8. Still images of water heater and furnace burners during simulator testing.

every 5-10 on-cycles.

90

For all water heater burners and most furnace burner test cases, there were no adverse
combustion characteristics observed when the hydrogen content in the fuel was increased
during the ignition of pilot/main burners. A typical ignition of the in-shot burner at
high-fire and 30% H; mixture is shown in Figure 9. The exception was one stability issue
intermittently observed, namely flashback with a 20 and 25% H; mixture, though this was
determined to be an artifact of the simulator test setup. Initially when observed, subsequent
efforts to re-create this flashback via rapid cycling of the burner were successful, but only
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Figure 9. High-fire “hot” ignition of in-shot burner with 30% H; mixture.

The authors sought to recreate this flashback event systematically and isolate the
impact of (a) duration between ignition calls when short-cycling and (b) the fuel mixture.
A series of tests were repeated for natural gas, 10% hydrogen, 20% hydrogen, and 30%
hydrogen, operating 10 sequential ignition cycles at high fire with a 15 s on-cycle and a
range of delays between cycles of 2, 5, and 10 s. The inducer fan remained at the same
setting as with prior testing. Finally, for the 30% hydrogen mixture only, the delay to
energize the ignitor was varied between the default setting of 0.5 s up to 1.5 s. Over all
conditions, flashback was not recreated, which suggests that other factors outside of burner
operation, potentially including environmental factors, were responsible for the seemingly
random flashback events. Despite the inability to systematically recreate flashback, initial
observations confirm that the simple flow-through design of the “in-shot” furnace burners
makes is more susceptible to flashback.

As expected, input rates were observed to decline with increasing hydrogen blends,
with Figure 10 highlighting the decline for each water heater burner, with a scaled com-
parison of the calculated shift in WI. As with parallel studies, actual de-rating differs from
the Wl-based prediction, likely due to non-idealized hydrodynamics relative to orifice
sizing practices. For the pancake burner and ULN burner #2, both radial burners with the
orifice assembly within the combustion chamber, the Wl-based prediction underestimates
the de-rating suggesting the addition of hydrogen has a non-linear impact on burner fuel
and air flow. By contrast, for the ULN #1 burner with its ample and rectilinear flow path
and orifice assembly external to the combustion chamber, the WI-based prediction overes-
timates de-rating, suggesting that these dynamics are less important. Furnace de-rating
from simulator tests does not show consistent declines, due to the constant inducer fan and
artifacts of the simulator design, with high-fire and low-fire input rates only decreasing
between 0 and 30% H; by 1.4 and 1.9%, respectively. The heat input rate was obtained by
taking the average of the stabilized fuel flowrate measurements. Therefore, the experiment
error was mainly from the Elster DTM-200A Gas Meter, which was +1% of the heat input
rate readings.

Regarding the NO, and CO emissions in Figures 11 and 12, water heater and furnace
burners show moderate shifts in CO emissions and declines in NOy emissions with increas-
ing hydrogen blended, owing in the large part to the excess air dilution impacts. In terms of
magnitude with the data shown below for the three burners, the one exception is ULN #2
with CO emissions, showing slightly greater than 1 10 ppm air free (AF) CO, which may
be due to observed localized flame lifting. Furnace in-shot burners show similar increases in
CO emissions from 25 to 30% Hy. Measured NOy emission levels of the ULN burners were
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under 50 ppm; therefore, the accuracy was +3 ppm of the analyzer readings. The pancake
burner and the in-shot burner NOy emission levels were above 50 ppm. Therefore, their
emission levels were +5% of the readings. ULN #2 burner had the highest CO emissions,
which had an accuracy range of £5% of the readings. The measurement accuracy of the rest
burners was £10 ppm. It should be noted that the emission analyzer and sampling system
was not optimized for ultra-low NOy measurements, and so unaccounted for uncertainties
for ULN #1 and ULN #2 water heaters may still be present.
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Figure 10. De-rating of water heater burners as measured (solid lines) and compared to Wobbe Index
shift calculation (dashed lines).
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4.1.2. In Situ Test Results

For water heater testing, as with open air testing, there were no observable issues with
ignition from a cold start or hot cycling for the three water heaters from 0 to 30% hydrogen,
with pilot lights functional over the full range as well. When observed in the open air,
with examples in Figure 13, ULN water heater #2 did not have the same noticeable lifted
flame portion towards the burner rear while operating within the water heater seen in
the figure below, suggesting this was largely an artifact of the simulator operation itself
(e.g., insufficient draft through the burner inlet).

/‘—v

Figure 13. Standard water heater (Left, Steady State) and ULN Water Heater #2 (Right, 30 s After
Ignition) operating in situ with 30% Hj.

For both furnaces over all conditions tested, the cold and hot startups were successful
except for one instance of flashback, due to an operational error. Ignitions were successful
and there was no discernable difference between the natural gas, 100% methane, and
30% hydrogen blended fuels, although the visual access was much more limited than
simulator testing, as seen in Figure 14. According to the images below, the condensing
furnace combustion was not noticeably different across the range of fuels used, for example.
In the instance of flashback, the system was operating with natural gas, shut down, then
switched to a 5% hydrogen mixture. Typically, there would be a purge time between
switching fuels of ~1 min, followed by operating the system. During the purge time
between natural gas and 5% hydrogen/methane, the flame receded to the orifice for ~20 s,
after which the flame returned to stabilize at the flame holder at the end of the burner. There
were abnormalities with recorded measurements, such as inlet pressure, suggesting that
there was a test rig malfunction, and despite repeated attempts to recreate this flashback
via transition from natural gas to 5% hydrogen blended fuel, this flashback event was not
repeated. While inconclusive, this suggests that furnaces may be more sensitive to rapid
shifts in hydrogen content than water heaters, which is worthy of subsequent investigation.
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Further investigation into the combustion stability of in-shot burners is necessary, but was
beyond the scope of this study.

Natural Gas 100% CH4 / 0% H2 90% CH4 / 10% H2

80% CH4 / 20% H2 70% CH4 / 30% H2

Figure 14. Visualization of condensing furnace burners at a steady state.

Concerning ignition, most furnaces use a “rolling ignition”, wherein one burner
is ignited and the flame “rolls” across the other burners to compete ignition. This se-
quence is clear from the images below in Figure 15 for the non-condensing furnace with a
30% hydrogen blend. Comparing across high vs. low fire, cold vs. hot start, and a range
of fuel compositions, the timing of this rolling ignition was quantified, where cold starts,
higher hydrogen blends, and high firing rates all tend to delay ignition across the four
burners, with a maximum increase of 233 ms from 5% H, to 30% H, observed for the
right-most burner. Visual access prevented a similar analysis of the condensing furnace, in
addition to its use of multiple ignition points.

Figure 15. Rolling ignition of a non-condensing furnace at a 30% H; blend.

As anticipated, de-rating was observed for all water heaters from 0 to 30% hydrogen
blends, ranging from 7.4% (ULN #1) to 9.1% (ULN #2) and 11.2% (Pancake). When compar-
ing these values in Figure 16, the deviation from WIl-based de-rate tightens. In the case of
ULN #1, it shows a near perfect prediction of de-rating with the WI. As with the individual
burners being tested, the experimental error was from the Elster DTM-200A Gas Meter,
which was £1% of the heat input rate readings. Both the pancake and ULN #2 type water
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heaters show slight underprediction of de-rating by the WI decline, though the difference
is smaller than that of open-air burners. A key distinction between the ULN #1 burner and
the other burners in this study is that the orifice ejecting fuel is positioned outside of the
combustion chamber, a feature clear from the burner photos in Figure 5. By contrast, the
orifice for the “pancake” burner is wholly within the chamber and for the ULN #2 burner is
exposed to the ingested primary air. This points to a difference in the static pressure inside
the combustion chamber and at the gas orifice, which explain the differing observations.
The static pressure inside the water heater combustion chamber was not measured, so
this hypothesis remains to be confirmed. Capacity decline with hydrogen blending for
furnaces was not steady, though an overall decline of 7.8% for the condensing furnace and
only 2.3% for the non-condensing furnace, from 0 to 30% Hj, respectively, was observed.
A subsequent investigation is needed to study the impact of furnace operation as a function
of inducer fan settings for single-stage, multi-stage, and modulating furnaces.

—— Standard Water Heater —»— ULN Water Heater #1 —o—ULN Water Heater #2
13

Input Rate (kW)

5 10 15 20 25 30
Hydrogen Content by Volume (%)

Figure 16. De-rating of water heaters as-measured (solid) and comparing to Wobbe Index shift
calculation (dashed).

Regarding emissions, CO declined or remained flat for the pancake and ULN burner #1
type water heaters within narrow ranges. For the ULN burner #2 type water heater, a steady
increase in CO emissions from 30 to 63 ppm AF was observed, though emissions were well
below the allowable 400 ppm AF for certification via ANSI Z21.10.1. For the furnaces, the
0O, and CO, showed increasing dilution, from 0 to 30% H; blends, with CO, from 7.5 to 5.9%
(condensing) and 6.5 to 3.7% (non-condensing high-fire). For both furnaces, a moderate
increase in CO emissions was observed, at 50 ppm AF (condensing) and 10 ppm AF (non-
condensing high-fire). For NOy emissions, a consistent decline was observed with all water
heaters, reducing both ULN burner NOx emissions by approximately half, while furnaces
showed a similar but less pronounced decline, as plotted in Figure 17. The CO/NOx
emission measurement accuracy was consistent with the individual burner testing. For
the condensing furnace, a moderate increase (~5 °C) in burner surface temperatures up
to the 30% hydrogen blend was observed, while a small decrease (~2.5 °C) was seen
with the non-condensing furnace at high-fire over the same range. The temperature
measurement accuracy range was £0.5 °C. More significant shifts in surface temperatures
were observed with the natural draft water heaters, as shown in Figure 18, where steady
declines were observed for the radiant ULN #1 burner, while the standard pancake burner
showed increases.
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Figure 18. Burner surface temperatures during water heater in situ tests.
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For the standard water heater and ULN water heater #1, the recovery efficiency test
was performed as defined in the U.S. Dept. of Energy test method, which calculates an
equivalent steady-state efficiency during storage tank reheating as the recovery efficiency as
summarized in Figure 19. This efficiency is used in place of the true steady-state efficiency
in the calculation of the uniform energy factor (UEF). Additionally, during this test, exhaust
temperature and flue-gas composition were used to estimate the excess aeration. Note that
for the standard water heater, the recovery duration for the 30% hydrogen blend increased
by 10.4%, while the ULN water heater #1 ran for 20.7% longer (an artifact of the recov-
ery efficiency procedure). Shifting from 100% methane to 30% hydrogen/70% methane
increased the measured total excess air and decreased the flue gas temperatures. For the
standard water heater, the impact of dilution was apparent as a minor efficiency penalty
counteracting the expected improvement in efficiency due to de-rating. For the ULN #1
burner, a radiant burner in contrast to the “pancake” burner, the radiant heat transfer may
be improved with the 30% hydrogen case in addition to the overall reduced excess aeration.
Additionally, the greater increase in recovery time for the ULN water may also play a role
in progressing toward steady-state operation. It should be noted here that the temperature
measurement accuracy was £0.5 °C, and the excess air level error was under £3% (con-
tributed by oxygen measurement). Therefore, the efficiency variation from 100% methane
to 30% hydrogen/70% methane was within the measurement accuracy range.
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Figure 19. Impact of hydrogen blending on water heater efficiency, excess air, and flue gas temperature.

For the “slug test”, the standard water heater and ULN water heater #1 were operated
with a 5% hydrogen mixture, then rapidly shifted to a 30% mixture, repeating this cycle
while the unit was operating. The plots in Figures 20 and 21 show the results for this test,
with the sharp rise and decline in O, (inverse for CO;) as the hydrogen concentration was
shifted, with a tandem fall and rise in flue gas temperatures. For the “pancake” burner,
the CO and NOy emissions were not significantly impacted in this shift, while they were
for the ULN water heater. Throughout the “slugs” shifting from 5 to 30%, there was no
noticeable impact on the stability of the flame and equipment operation.
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Figure 21. Slug test results for ULN water heater #1.

4.2. Field Equipment Sampling

Within the limitations of the field measurements, no significant difference in NOx
emissions was observed between natural gas and hydrogen mixtures.
factors outside of the control of this study, such as ambient temperature, humidity, and

other weather conditions that may have affected the results.

Figure 22 shows the NOy emissions of representative appliances operating using
natural gas and natural gas/hydrogen mixtures. Generally, the 5% hydrogen addition to

natural gas did not influence the NOx emissions for these appliances.
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For the water heater at Site A, which was a manufactured housing-type water heater,
the NOy emissions were the highest, reaching 140 ppm in air-free conditions. The water
heaters at Site B and E were conventional storage water heaters, and the NOy emissions of
these water heaters were around 75 ppm. The water heater at Site D was an ultra-low NOx
variety, which had the lowest NOy emissions level (<10 ppm) among all appliances tested.

Warm-air furnaces at four testing locations had relatively similar NOy emissions. The
furnaces at Site B, D and E had NOy emissions under 80 ppm. The highest NOy emissions
of furnaces were from Site G, which was a natural draft wall furnace.

Range cooktop and oven emissions were also collected. The NOy emissions of these
burners were similar among various testing sites. It should be noted that kitchen flames
are usually less enclosed compared to water heaters and furnaces; therefore, the error of
the emission readings are larger.

The results from sampling dryers were not reported. Due to the high dilution rate
of the exhaust (~20% O, in the sample), the emission readings were outside of reportable
accuracy. According to visual observation, it is believed that 5% hydrogen addition did not
have significant impacts on the performance of the dryers. It is suggested that future dryer
emission testing requires accessing the burner assembly. The fireplace emissions measure-
ment had a similar problem. The measured NOy emissions of the fireplace were around
10 ppm with a high dilution, and therefore, more data need to be collected on fireplaces.
No evidence was observed that shows that hydrogen addition had any significant influence
on CO emissions from the appliances tested.

5. Summary
5.1. Conclusions

In this effort and following a thorough review of the current state of knowledge,
the authors sought to better characterize the impacts of hydrogen-blended natural gas
up to 30% by volume on common partially premixed combustion equipment, including
water heaters, furnaces, and miscellaneous appliances, from a whole equipment point of
view and concerning the burners used. Through laboratory testing, using purpose-built
“simulators” and in situ tests, and field sampling in a simulated operating environment, a
series of short-term tests were performed on these components and equipment with the
aim of characterizing performance, efficiency, emissions, and other factors as a function
of hydrogen blending up to 30% by volume. In general, all appliances and their burners
were able to tolerate this shift in fuel composition, without notable excursions in process
temperatures or emissions, and anticipated trends were confirmed and further quantified
for these appliances, ranging from the de-rating of heat input, to the increase in excess
aeration, and to the NOy and CO emissions. For these unadjusted, partially premixed type
combustion appliances, the dominant impact of hydrogen blending is the increase in excess
air, often resulting in lower NOx emissions, surface temperatures, and other parameters.

The authors emphasize that these findings, if generalized, only apply to natural-gas
appliances from mainland United States and Canada, and are as follows:

1.  The combustion stability of the burners and appliances tested was not impacted by
up to 30% of H; by volume, as evidenced by lack of flashback, flame lift, and CO
emissions above 400 ppm AF.

2. While de-rating of appliances can be approximated by the WI comparison, it is not
exact and higher levels of de-rate are likely to be observed in the field.

3. The efficiency of the appliances tested only varied by ~1-1.5% with 0 to 30% hydrogen-
blended fuels, which is consistent with prior observations, though the changes in flue
gas temperature and excess aeration did not always point to the same result. The over-
all efficiency ratings should be investigated in more detail; the decarbonization benefit
of Hj blending can be decreased or increased by changes in appliance efficiency.

4. Within the limits of the instrumentation and procedures used, NOx emissions from
laboratory and field measurements point to either no change or a decrease with
increasing blends of hydrogen up to 30% by volume.
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5. The most sensitive burners to hydrogen blending were of the “in-shot” variety, used
by warm-air furnaces, tested in the laboratory. Flashback events observed were
inconsistent and likely caused by either test procedures or sensitivities of the specific
test stands used. Further investigation into these burners is recommended.

In broader terms, other follow-on research is recommended concerning the nuances
amongst equipment and between blending levels, including (a) the atypical de-rating
behavior of the non-condensing furnace, (b) disaggregating the impact of hydrogen on
radiant burner output, (c) characterizing the nature and impact of ignition timing, (d) gen-
eralizing the impact of hydrogen on specific burner design features (e.g., key dimensions),
(e) examining the errant flashback events observed during testing, and (f) establishing
actual blend limits for the variety of partial-premixed burners and appliances in use.

5.2. Recommendations

Concerning the decarbonization of gas grids using hydrogen, a broader issue remains
that the industry’s knowledge of how hydrogen-blended natural gas impacts the wide
diversity of stationary combustion equipment is based on a limited dataset. For residential
and commercial buildings, the authors recommend expanding investigations similar to this
effort in the following ways, to:

1.  Expand the dataset: further quantify the emissions, efficiency, and safety impacts on
a wider range of equipment types, including a greater diversity of water and space
heating equipment, cooking equipment, and other miscellaneous fuel-fired appliances.
Additionally, expand the scope of testing, including higher hydrogen blends, the
impact of the balance fuel (e.g., natural gas), indoor and equipment component, new
versus aged equipment, emerging technologies (e.g., fuel-fired heat pumps), and
explore the operating envelope (fuel pressure, over/under-firing, venting matters,
environmental conditions, etc.).

2. Quantify long-term impacts: long-term impacts are even more poorly understood,
ranging from hydrogen-blended natural gas impacts on equipment operating life,
maintenance needs, material and component degradation, and on the infrastructure
(e.g., piping, venting).

3. Gain experience in the field: true in situ testing will be valuable in the field, to
verify laboratory-based findings, in addition to (a) quantifying impacts on installation,
operation, and maintenance of equipment, (b) establishing best practices concerning
re-commissioning and troubleshooting equipment issues, (c) implementing simple
retrofit packages to enable hydrogen-blended fuel tolerance, and (d) establishing the
use case(s) for enhanced sensors for equipment and building systems.

4.  Modernize codes and standards: to operate the equipment in this study with a 30%
hydrogen/natural gas blend is to go outside its certification for safety, performance,
and possibly efficiency and emissions. Modernization of these associated codes and
standards is essential in parallel to expanding these laboratory and field datasets.
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Appendix A

This informative appendix provides an overview of the fuel gas quality impacts of
hydrogen blended into natural gas. In practice, the effect of increasing the quantity of
hydrogen blended into natural gas on equipment is highly equipment-specific. However,
general trends from the fuel properties can be illustrative. For hydrogen blended into
methane, >95% of delivered natural gas in North America [25], key gas quality metrics are
shown in Figure Al as a function of hydrogen blended by volume.

0%

10% 20% 30% 40% 50% 60% 70% 80% 90% 100%

Volume % H, with balance CH,

Specific Gravity —¢— Higher Heating Value —#—Wobbe Index —<— Comb. Air Requirement

Figure A1. Impact of hydrogen blended into methane on key gas quality properties.

For equipment operating on distribution networks maintained at low pressures, typ-
ically 34 to 138 mbar delivered for typical homes and businesses, the most significant
impact is the reduced volumetric density, as specific gravity (SG) is reduced by 17% for
a 20% hydrogen blend and by 87% for pure hydrogen, where values for natural gas
are typically 0.60 to 0.70. Similarly, the higher heating value (HHV) is reduced by 14%
for a 20% hydrogen blend and 68% for pure hydrogen, driven by this volumetric den-
sity impact. A commonly used metric to judge the interchangeability of gaseous fuels,
the Wobbe Index (WI), is defined in Equation (A1). As shown in Figure Al, W1 is stable
over the range of hydrogen addition, reducing by only 5% for a 20% hydrogen blend and
by 10% for pure hydrogen. In practice, fuels with the same WI should yield the same
heating rate for a given appliance with a fixed orifice pressure. However, it is imperfect for
predicting the response from equipment with modern combustion controls or for certain
fuel mixtures.

Analogous to the WI, the combustion air requirement (CAR), as defined in Equation
(A2), posits that for appliances without active control of the air-to-fuel ratio, representing
the majority of those in buildings, the actual air-to-fuel ratio is assumed to be a function of
the fuel density alone for a given appliance with a fixed orifice pressure, and thus the excess
aeration can be predicted for a change in fuel as the product of the air-to-fuel equivalent
ratio (A), and this index is assumed to be constant. From Figure A1, the stoichiometric
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combustion air-to-fuel ratio declines significantly, by 15% with a 20% hydrogen blend and
by 75% for pure hydrogen, indicating the sharp reduction in combustion air necessary
for hydrogen versus methane. Note that as with the WI, the CAR is imperfect in its
predictive accuracy, as fuel and air mixing is a complex, turbulent process influenced by
changes in fuel viscosity and other properties. The fact that hydrogen addition impacts A is
fundamental, making subsequent predictions of flame speed, emissions, and other impacts
very difficult.

Wobbe Index = HHV/\/sG, (A1)

(Air to Fuel Ratio)stoichiometric ( A2)

V/SGyel ’

It is important to emphasize the nuances of CO; emission reduction from blending
hydrogen into natural gas, as hydrogen is primarily viewed as a decarbonization vector.
In Figure A2, the following illustrative comparison is made, examining the impact of
normalizing to a volume, mass, or energy basis.

Combustion Air Requirement =

1.  Scaling to a mass basis is not common, as the delivered fuel is measured on a volu-
metric basis (ft, m3). Nonetheless, hydrogen’s significantly higher energy density
on a mass basis (e.g., Btu/lb, MJ/kg) is shown to increase by more than 2.5 times for
pure hydrogen. However, when plotted as a function of volume of hydrogen added
(horizontal axis), the CO, emission factor on a mass basis is highly non-linear.

2. Scaling to a volumetric basis is appropriate in some circumstances, and with zero
on-site CO, emissions from hydrogen, the emission factor declines proportionately
with blending (e.g., 10% blend reduces CO, emissions by 10%). In practice, this is only
appropriate when there is not manual or automatic compensation for the reduced
heating rate (e.g., decorative gas fixtures).

3. Scaling to an energy basis is appropriate in most cases, where the fuel-fired equipment
manually or automatically compensates for the reduced heating rate. For example, in a
furnace operating normally as controlled by a thermostat for a given heat demand, the
furnace will consume more blended fuel with longer operating times to compensate
for the fuel’s reduced heating value, yielding a net CO, reduction of 7.2% at 20% H,
(energy basis).

1.2 3.0

1)at 15.5°Cand 1 atm Pressure:

Scaled Energy Density (Mass)

1)at 15.5°Cand 1 atm Pressure:
Scaled Emission Factors and Energy Density (Volume)
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Figure A2. Impact of blended hydrogen in methane on CO, emission factors.
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Note that this discussion neglects any upstream CO, emissions in hydrogen produc-
tion, transmission, and distribution, in the same manner as for “site” electricity. Addition-
ally, testing is necessary to assess the CO, emissions reduction from specific equipment,
as the operating efficiency has been shown to be impacted by changes in the fuel mix-
ture [22,23], as shown in this paper.
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Abstract: The development of noble-metal-free electrocatalysts is regarded as a key factor for realizing
industrial-scale hydrogen production powered by renewable energy sources. Inspired by nature,
which uses Fe- and Ni-containing enzymes for efficient hydrogen generation, Fe/Ni-containing
chalcogenides, such as oxides and sulfides, received increasing attention as promising electrocatalysts
to produce hydrogen. We herein present a novel synthetic procedure for mixed Fe/Ni (oxy)sulfide
materials by the controlled (partial) sulfidation of NiFe,O, (NFO) nanoparticles in HyS-containing
atmospheres. The variation in H,S concentration and the temperature allows for a precise control
of stoichiometry and phase composition. The obtained sulfidized materials (NFS) catalyze the
hydrogen evolution reaction (HER) with increased activity in comparison to NFO, up to —10 and
—100 mA cm~2 at an overpotential of approx. 250 and 450 mV, respectively.

Keywords: hydrogen; oxysulfide; electrocatalysis; alkaline hydrogen evolution reaction

1. Introduction

The electrochemical hydrogen evolution reaction (HER) is a promising approach to
foster hydrogen usage for replacing fossil fuels as major energy carriers [1,2]. Currently,
electrocatalysts based on noble metals such as Pt are primarily used as cathode material
in electrolyzers due to their outstanding performance; however, the scarcity of common
noble metals impedes widespread application [3-5]. Therefore, scientists have focused on
earth-abundant transition metal chalcogenides such as oxides and sulfides as cost-effective
alternatives to Pt for the HER [6-8]. Transition metal oxides are characterized by their
compositional and structural flexibility, which offer a high diversity in the electronic and
crystal structure. Although transition metal oxides are regarded as catalytically inert for
the HER, defect engineering or the introduction of dopants enabled an improved HER
performance [9-11]. In contrast, transition metal sulfides can overcome the major draw-
backs of metal oxides such as poor electronic conductivity, unsuitable hydrogen adsorption
and limited catalytic-active sites [12-14]. To combine the properties of transition metal
oxides and sulfides, researchers have focused on the synthesis of distinct transition metal
oxysulfides, which contain oxygen and sulfur. Commonly, the synthesis of oxysulfides
can be achieved by multiple pathways, including the sulfidation of an oxygenated phase,
the oxidation of sulfides, the reduction of sulfates or by the co-insertion of oxygen and
sulfur [15]. In this respect, Nelson et al. synthesized CoO«Sy hollow nanoparticles by
substituting oxide with sulfide species in CoO using ammonium sulfide in oleylamine at
100 °C [16]. The obtained electrocatalysts displayed sulfur-content-dependent HER activity,
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with the highest activity for CoOxSyp 1. Another oxysulfide material was synthesized by
Sarma et al. by the anodic oxidation of WS, sheets [17]. Here, distinct WOxSy materials
were obtained depending on the deposition potential, which has shown the highest HER
performance for the WOSy material, which was deposited at 5 V.

In terms of hydrogen production, nature has established Fe- and Ni-containing en-
zymes (hydrogenases), which effectively perform the reversible conversion of hydrogen
to protons and electrons [18-20]. Inspired by the natural evolutionary choice of transi-
tion metals, numerous Fe/Ni-containing catalysts were synthesized, which showed high
catalytic activities for the HER [21-27]. Furthermore, Fe/Ni oxysulfide materials were syn-
thesized displaying promising activities towards the HER and oxygen evolution reaction
(OER) [28,29]. However, investigating the HER activity of Fe/Ni oxysulfides with different
sulfur to metal (5:M) ratios and material phases has not yet been realized.

In lieu, we herein present the synthesis of various NiFe (oxy)sulfide materials by the
sulfidation of NiFe,O,4 with H,S. We demonstrate a controlled sulfidation towards a nickel
containing pyrite and pyrrhotite depending on the H,S gas composition as well as on
the temperature. Finally, we show the performance of the synthesized NiFe (oxy)sulfide
materials towards the HER in an alkaline medium.

2. Materials and Methods
2.1. Chemicals

The sulfidizing gases H,S/N; (50:50) and H,S/H; (15:85) (Air Products, Hattingen,
Germany), as well as KOH (Fisher Scientific, Dreieich, Germany, >85%), were purchased
from commercial vendors and used without further purification.

2.2. Synthesis of Sulfidized NiFe,O4 (NFS) Materials

The synthesis of the starting material NiFe,O, was realized according to protocols
recently published in the literature [30]. For subsequent sulfidation reactions, 100 mg of
NiFe;O4 was placed into a tubular furnace and purged for 10 min with HyS/N; (50:50)
or H,S/Nj (15:85). Maintaining the gas flow, the furnace was heated to 100 < T < 300 °C
and the temperature was held for 1 h. The furnace was then allowed to cool down to room
temperature within approx. 20 min using pressurized air while applying a N gas flow.

2.3. Characterization
2.3.1. Physical Characterization

Characterization of the investigated materials was performed by powder X-ray diffrac-
tion (PXRD) using a HUBER powder X-ray diffractometer (HUBER, Rimsting, Germany)
equipped with a Mo-K, source. The 2-O values were converted to values from a Cu-K,
according to Bragg’s law of diffraction.

The particle sizes of the synthesized electrocatalysts were determined using a SALD-
2300 laser diffraction particle size analyzer (Shimadzu, Duisburg, Germany) equipped
with a SALD-BC23 batch cell. The respective samples were prepared by dispersing approx.
10 mg of the catalyst material for 1 min in 1 mL isopropyl alcohol using an ultra-sonic bath.
Subsequently, a portion of the dispersion was added to the batch cell, which was filled
with isopropyl alcohol. The obtained particle sizes were calculated using the Fraunhofer
approximation and the volume was chosen based on the dimensions of the particle amount.

A Gemini2 Merlin HR-FESEM (ZEISS, Oberkochen, Germany) was used for scanning
electron microscopy (SEM), equipped with an OXFORD AZtecEnergy X-ray microanalysis
system for energy dispersive X-ray spectroscopy (EDX). Samples were dispersed in 1 mL
isopropyl alcohol and ultra-sonicated for 1 min. Afterwards, the samples were drop-casted
on a flat Si Wafer for analysis. The SEM images were recorded at an acceleration voltage of
5 kV while EDX mappings were performed from 0-20 kV.

X-ray photoelectron spectroscopy (XPS) measurements were performed with a poly-
chromatic Al-Ky X-ray source (anode operating at 14 kV and 13 mA) combined with an
ultra—High-vacuum (UHYV, 10~ mbar) setup and a hemispherical analyzer (type CLAM2,
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VG, Scientific, Thermo Fisher Scientific, Dreieich, Germany). A pass energy of 100 eV was
applied to record the spectra.

2.3.2. Electrochemical Characterization

The (oxy)sulfide electrocatalysts were investigated as drop-casted materials on a glassy
carbon (GC) rod electrode. For this purpose, 11.78 mg of the catalyst material was dispersed
in a mixture composed of 0.30 mL water, 0.15 mL isopropanol and 0.05 mL Nafion (5 % in
aliphatic alcohols) using an ultra-sonic bath for 30 min. Subsequently, 3 uL of the catalyst
ink was applied on a GC electrode (d =3 mm, 1 mg cm—2 catalyst), which was dried at room
temperature for 30 min. Before drop-casting, the GC electrode was polished using Al,O3
pastes with grain sizes of 0.30 and 0.05 um for 3 min, each followed by ultra-sonication in
Milli-Q water for 5 min.

Electrochemical measurements were performed in a three-electrode setup, employ-
ing the catalyst-modified GC working electrode (WE), a Pt mesh counter electrode (CE)
and a Hg/HgO (1 M KOH) reference electrode (RE) in 1 M KOH. The WE and CE were
separated by utilizing an H-type electrolysis cell with both half-cells being separated
by an anion exchange separator (Zirfon®, AGFA, Mortsel, The Netherlands). Electro-
chemical measurements were conducted using a GAMRY Reference 600 or Reference
600 + (C3-Analysentechnik, Haar, Germany) and the measured potentials were con-
verted to the reversible hydrogen electrode (RHE) reference according to the equation:
ERHE = Emeasured + Eref. + 0.059 pH.

For the HER experiments, the material was first electrochemically conditioned through
cyclic voltammetry (CV) between 0 and —0.3 V vs. RHE at 100 mV s~! until a stable
voltammogram was obtained. The investigation of the electrochemical surface area (ECSA)
was realized through CV measurements between —0.16 and —0.24 V vs. RHE at scan rates
of 40, 80, 120, 160 and 200 mV s~ !, respectively. Changes in the electrochemical activity
were monitored via linear sweep voltammetry (LSV) between 0 and —0.45 V vs. RHE at a
scan rate of 1 mV s~!. Electrochemical impedance spectroscopy (EIS) measurements were
conducted at —0.4 V vs. RHE from 100 kHz to 0.10 Hz taking 7 points per decade at an
amplitude of 7 mV rms. Stability tests were performed using chronopotentiometry at —10
or —100 mA cm~? for at least one hour.

3. Results and Discussion
3.1. Synthesis and Physical Characterization

The synthesis of NiFe-(oxy)sulfides (NFS) was performed by utilizing NiFe,O4 (NFO)
as the starting compound. The NFO precursor was treated with different H,S gas composi-
tions (H,S/Npy, (50:50) and H,S/H, (15:85)) at different temperatures (100 < T < 300 °C)
to control the sulfur to metal (5:M) ratio in the materials [31]. For clarity, the synthesized
materials are referred to as NFSt—N, and NFSt—H,;, where T represents the temperature
in °C and N; and Hj the diluting gases.

The obtained materials were analyzed by powder X-ray diffraction (PXRD) and show
distinct phase formations depending on the applied temperature and H,S gas composition
(Figure 1). Treatment of NiFe;Oy in either the H,S/N, or H,S/H; gas mixture results in
no visible change in the powder pattern compared to NFO when heated below 200 °C,
indicating a conservation of the NFO phase. Starting at 200 °C, phase transformations occur,
which become more prominent at higher temperatures. Using a HyS/N; atmosphere, phase
transformations towards nickelian pyrite (Nig 35Fe ¢55,) were observed, while the usage
of HyS/Hj resulted in phase transformations towards nickelian pyrrhotite (Nig 35Feq ¢55).
Notably, the crystallinity of the synthesized materials increases with temperature and no
further phase transformation occurred after heating the samples for longer than 1 h.
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Figure 1. Powder X-ray diffractograms of NFS materials synthesized at temperatures between 100
and 300 °C using (a) H»S/N; and (b) HyS/H, reaction atmospheres [32-34].

To further clarify the composition of the obtained NFS materials, X-ray photoelectron
spectroscopy (XPS) measurements were performed (Figure S1 in Supplementary Materials).
The XPS spectra show characteristic peaks of the two p3, orbitals of Ni and Fe at approx.
858 and 710 eV, respectively. Furthermore, all materials show a peak in the O 1s spectrum
at approx. 532 eV, which can be ascribed to either metal-oxygen bonds, low-coordinated
oxygen ions at the surface or adsorbed water [29]. Interestingly, the XPS analysis reveals
the presence of sulfur in each NFS sample, which indicates a sulfidation of NFO below
200 °C.

In order to quantify the S:M ratios, the synthesized materials were subjected to energy
dispersive spectroscopy (EDX) (Table 1). While no phase changes in the powder patterns
are observable, sulfur was detected in the NFS19p—N» and NFS;99—H; materials with S:M
ratios of 1.09 £ 0.09 and 0.79 =£ 0.26, respectively. For NFS—Np, the S:M ratio undergoes
a slight increase until 250 °C (S:M ratio = 1.49 £ 0.06) and a much steeper increase up to
300 °C with a S:M ratio of 1.98 4 0.26. For the NFS—H, materials, the S:M ratio increases
until reaching a S:M ratio of 1.20 £ 0.08 for NFSypo—Hj, which subsequently decreases to a
S:M ratio of 1.15 % 0.06 for NFS3pp—H;. According to the EDX analysis, the sum formulas of
the nickelian pyrite and pyrrhotite were calculated to Nig 30Fep 7151.99 and Nig 3oFeg 645106,
at that point reaching complete sulfidation. Thus, the obtainable phases (NFO, nickelian
pyrite or pyrrhotite) as well as the degree of sulfidation can be controlled by the variation
of S-source gas composition and temperature.

Table 1. Energy-dispersive X-ray emission (EDX) analysis of the investigated electrocatalysts display-
ing the obtained Fe:Ni and the S:M ratio.

Material Fe:Ni Ratio S:M Ratio Sum Formula
NFO 2.46 +£0.10 0 Nig 30Fe(.740x
NFS190—N» 1.93 + 0.96 1.09 + 0.09 Nig 3Fe(.5050.870x
NFSi50—N» 247 £+ 0.30 1.29 +£0.22 Nig 3Fe( 7451290«
NFS50—N» 2.18 +£0.41 1.34 +0.10 Nig 3Fe(.6451.260x
NFSy50—N» 2.50 +£0.33 1.49 + 0.06 Nig 3Fe(.7451.540x
NFS300—N» 2.33 £0.31 1.98 +0.26 Nig 3Fey.7151.99
NFS190—H» 243 +049 0.79 £0.26 Nig 3Fe(.7150.800x
NF51507H2 2.58 +0.45 1.09 £+ 0.34 Ni0.3F60'7651_14OX
NFSyq0—H> 241 £+ 0.33 1.20 + 0.08 Nig 3Fe(.7151.210x
NFSy50—H» 2.35 +0.37 1.11 £ 0.15 Nig 3Fe(.7051.040x
NFS300—H> 2.18 +£0.31 1.15 + 0.06 Nig 3Fe(.6451.07

110



Energies 2022, 15, 543

Scanning electron microscopy (SEM) characterization of the obtained materials reveals
comparable particle morphologies and sizes for all tested samples (Figures S2 and S3). In
general, spherical shaped particles with sizes in the nanometer range are present, which
form larger agglomerates with a rough surface morphology. A more detailed picture of
the size distribution of the obtained NFS materials is given by laser diffraction analysis
(Figure 54). In general, all materials display a broad particle size distribution. For example,
the NFO precursor shows a significant number of particles in the nanometer range as well
as in the micrometer range (up to 100 pm). In comparison, the particle size distribution of
the NFS materials shows a shift towards larger particles of up to 400 um, indicating agglom-
eration. However, a correlation of the particle sizes with the applied temperature cannot be
observed and for obtaining smaller particle sizes post-synthetic milling is suggested.

3.2. Electrochemical Hydrogen Evolution Reaction

To further investigate the dependence of the alkaline HER activity on the S:M ratio
of the synthesized NFS compounds and to observe trends arising from this alteration,
electrodes were prepared via drop-casting and served as working electrodes in a three-
electrode setup employing an H-type electrolysis cell.

For a first analysis, the electrochemical activity was determined by linear sweep
voltammetry (LSV) at a scan rate of 1 mV s~ ! (Figure 2a,d). The investigated electrocatalytic
materials display distinct overpotentials vs. RHE at a current density of —10 mA cm 2
depending on the catalyst composition. For instance, the usage of the NFO precursor as an
HER catalyst resulted in almost no catalytic activity. In contrast, all sulfidized materials
show a lower overpotential compared to NFO. Using the NFS—N, electrocatalysts, the
lowest overpotential at —10 mA cm ™2 was observed for NFS;pg—Nj at 266 &= 12 mV. The
overpotential increases for catalysts synthesized at higher temperatures up to 394 £ 24 mV
for NFSy50—Nj. Surprisingly, the NFS300—Nj electrocatalyst displays an increased catalytic
activity in contrast to NFSy50—N, with an overpotential of 346 + 4 mV. In comparison,
the highest HER activity for the NFS—H), electrocatalysts was observed for NFSy50—Hp
with an overpotential of 302 = 9 mV, which increases to 408 £ 30 mV for NFS;50—Hj.
Notably, the lowest overpotentials are observed for NFS—N electrocatalysts synthesized at
temperatures around 100 °C and for NFS—H), electrocatalysts synthesized around 250 °C,
which show a S:M ratio of approx. 1:1. However, since most of the NFS—H) electrocatalysts
display similar S:M ratios, the presence of the nickelian pyrrhotite phase seems to play a
major role for increased HER activity.

To test this theory, we normalized the LSV curves by the electrochemical surface area
(ECSA) to exclude particle size effects from the electrochemical activity. For this purpose, the
ECSA was determined by measuring the double layer capacitance (Cpr) of the materials us-
ing cyclic voltammetry (Figure 2b,e). The NFS—Nj electrocatalysts display similar Cpy, val-
ues, with NFS;50—N; having the highest Cpp, of 51 £ 6 mF cm 2, followed by NFS;50—N»
(49 + 2 mF cm™2), NFSy00—N3> (45 4+ 5 mF cm™2) and NFS19p—N, (44 &+ 3 mF cm~2). Inter-
estingly, the NFS3p90—N electrocatalyst displays a Cpy, of 11 &£ 1 mF cm 2, which is several
times lower than the other NFS—Nj, electrocatalysts. The NFS—H; electrocatalysts dis-
play the highest Cpy, for NFSjg9—Hj (44 & 3 mF cm~2) and NFSy50—H, (51 + 6 mF cm—2),
which decreases with increasing temperature during the synthesis down to 12 & 2 mF cm 2
for NFS309—Hpy. The calculation of the ECSA was performed by dividing the obtained Cpy,
values by a specific capacitance Cg of 0.04 mF cm 2 [35]. The overpotentials from the LSV
curves normalized to the ECSA were obtained at a current density of 0.02 mA cm 2gcsa
(Figure 2¢,f). Here, the ECSA normalization for the NFS—N; electrocatalysts results
in clearly separated overpotentials for NFS;50—N; (329 £ 13 mV) and the NFSq50—N»
(353 £ 21 mV) electrocatalysts, which have shown similar low non—Normalized overpo-
tentials. A similar trend can be observed for NFSy50—H; and NFS3p0—H, catalyzing the
HER with overpotentials of 300 = 9 mV and 272 £ 9 mV, respectively. Notably, NFS;p0—N»
catalyzes the HER at the lowest non—Normalized overpotential, while NFSzoy—H, displays
the lowest normalized overpotential. Thus, consideration of particle size effects on the
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To test the stability of the NFS electrocatalysts, we performed chronopotentiometry
experiments for 1 h at a current density of —10 mA cm~2 (Figure 3ab). A stable per-
formance with a minor activation or deactivation behavior can be observed depending
on the investigated electrocatalyst. For example, the NFO precursor catalyst shows the
highest potential required to catalyze the HER and shows an activation behavior over
the duration of the experiment. However, the overall activity after 1 h is inferior to the
synthesized NFS materials. In comparison, most of the NFS—N electrocatalysts, except for
NFSy50—Nj, show a slight deactivation within 1 h. The deactivation behavior can also be
observed for NFS;gp—H, and NFS;p0—Hp; however, a deactivation behavior from a particle
detachment from the electrode cannot be generally excluded. Interestingly, NFSy50—H, and
NFS300—Hj, which catalyze the HER with the lowest potential, show a stable performance.
We therefore subjected the NFS3p0—H; electrocatalyst to an elongated electrolysis at —10
and —100 mA cm 2 for 10 h, respectively (Figure 3c). Here, the HER was also catalyzed

with a stable performance by NFSzp0—Ho.
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It can be concluded that NiFe (oxy)sulfide materials catalyze the electrochemical HER
with efficiencies depending on the S:M ratio and the materials phase. The NFS;pp—N» and
NFSpp 300 °C show high overall activities; however, since the NFS—N, materials mostly
tend to deactivate during catalysis, the usage of the fully sulfidized NFSzy)—H, material
should be prioritized, which displayed stability for 10 h at —100 mA cm 2.

4. Conclusions

A series of bimetallic NiFe (oxy)sulfide materials was synthesized by heating the
transition metal oxide NFO in H,S-containing atmospheres. Depending on the choice of the
H,S gas composition and the applied reaction temperature, a control of the sulfur incorpo-
ration into NFO and the materials phase was achieved. For example, a sulfidation of NFO
was observed at low temperatures of 100 °C and full conversion into the nickelian pyrite
(Nig30Fep.7151.99) and pyrrhotite (Nig 30Feq 6451,06) sulfide materials were realized at 300 °C.
SEM analysis and the particle size analysis by the laser diffraction technique revealed a
broad particle size distribution caused by the particle sintering of the NFS materials.

Furthermore, we assessed the electrochemical HER performance of the NFS materials
in 1 M KOH. The electrochemical performance varied with the sulfur content and the
materials phase. Materials with a S:M ratio of approx. 1 and/or a nickelian pyrrhotite
phase catalyzed the HER with the lowest overpotentials of 266 £ 12 mV and 302 £+ 9 mV vs.
RHE at —10 mA cm 2 for NFS;90—N, and NFSys50—Ho, respectively. Additionally, a nor-
malization of the geometric current density by the ECSA was performed, which revealed
the lowest overpotential of 272 & 9 mV vs. RHE at a current density of 0.02 mA cm 2gcsa
catalyzed by NFS3p0—H;. Here, NFS190—Nj and NFSzp0—H; showed the lowest over-
potential for the non—Normalized and the ECSA—Normalized LSV data, respectively.
Therefore, particle size effects should be included in the consideration of the HER activity.
Finally, preliminary stability measurements have revealed a rather deactivating behavior of
NFS—Nj; materials, while the NFS399—H, was able to catalyze the HER at current densities
of —10 and —100 mA cm~2 with stable potentials for 10 h.

These results represent another step towards designing transition metal chalcogenide
catalyst materials for the electrochemical HER and point the way towards the most efficient
stoichiometric formulations of NiFe (oxy)sulfide-based catalysts.

Supplementary Materials: The following are available online at https:/ /www.mdpi.com/article /10
.3390/en15020543/s1, Figure S1: XPS data of the synthesized NFS materials. Figure S2: Deconvo-
luted XPS spectra of NFS3p0—H,. Figure S3: Deconvoluted XPS spectra of NFS;gp—Ny,. Figure S4:
SEM images of the synthesized NFS—N, materials. Figure S5: SEM images of the synthesized
NFS—H, materials. Figure S6: Representative SEM images at NFS;9o—H; and NFS;p—Nj at distinct
magnifications. Figure S7: Particle size analysis by laser diffraction. Figure S8: Representative CV
measurements for determination of Cpy. Figure S9: EIS spectra of the NFS materials. Figure S10:
Tafel analysis of NFS materials.
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Abstract: The current work investigates the feasibility of a novel Carbon Capture and Utilization
(CCU) approach—also known as Underground Sun Conversion (USC) or geo-methanation. The
overall objective of the current work is a comprehensive assessment on the technical, economic and
legal aspects as well as greenhouse gas impacts to be concerned for establishing USC technology
concept. This is achieved by applying multidisciplinary research approach combining process simu-
lation, techno-economic and greenhouse gas assessment as well as legal analysis allows answering
questions about technical, economic feasibility and greenhouse gas performance as well as on legal
constraints related to large scale CCU using geo-methanation in depleted hydrocarbon reservoirs.
CO; from the industry and renewable H, from the electrolyser are converted to geomethane in an
underground gas storage and used in industry again to close the carbon cycle. Process simulation
results showed the conversion rates vary due to operation mode and gas cleaning is necessary in
any case to achieve natural gas grid compliant feed in quality. The geomethane production costs
are found to be similar or even lower than the costs for synthetic methane from Above Ground
Methanation (AGM). The GHG-assessment shows a significant saving compared to fossil natural gas
and conventional power-to-gas applications. From a legal perspective the major challenge arises from
a regulative gap of CCU in the ETS regime. Accordingly, a far-reaching exemption from the obligation
to surrender certificates would be fraught with many legal and technical problems and uncertainties.

Keywords: power-to-gas; geo-methanation; CCU; life cycle assessment; large-scale energy storage

1. Introduction

The European Green Deal sets the scene for a climate neutral European Union (EU) by
2050. According to the so-called ‘European Climate Law’, the target of zero net Greenhouse
Gas (GHG) emissions has to be reached by 2050 with an intermediate goal of at least 55%
GHG emission reduction until 2030 compared to 1990 emission levels [1]. This puts new
challenges on the energy sector and the energy intensive industries to adapt for climate
neutral production [2] within a timeframe of 29 years [3]. It is widely agreed that decar-
bonization of industry can only be achieved by applying a mix of technologies: fuel switch,
electrification, material and energy efficiency, re-use and recycling, material substitution,
Carbon Capture and Storage (CCS) [4] as well as Carbon Capture and Utilization (CCU).
According to a report of the International Energy Agency (IEA) decarbonization will be
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hardly possible without CCS and CCU. Considering GHG mitigation aspects and economic
aspects the demand for Carbon Capture Utilization and Storage (CCUS) solutions in indus-
try will grow significantly in the upcoming decades. However, the topic of CCU and CCS
and the arising question on technical and economic feasibility as well as the achievable
climate mitigation effect is not new as it already has been risen by [5] where three CCS
technologies were compared. Since then, significant technology development has been
achieved and today several CCU technology options at different technology readiness levels
(TRL) are available [6]. Amongst those are horticultural production, methanol produc-
tion, polymer synthesis, mineral carbonation, concrete curing, algae production as well as
power-to-gas [7] or power-to-X solutions [8]. Producing synthetic methane—among other
hydrocarbons—via methanation of hydrogen (H;) and carbon dioxide (CO,) is currently
a broadly examined CCU route in scientific literature [9]. pointed out the globally rising
supply for CCU technologies and that in the year 2030 there will be the potential to use
910 Mt per year for the production of CO,-based fuels in order to use up the emitted CO,.

Today two main routes for methanation of Hy and CO, exist: biological and catalytic
methanation [10,11]. The research focuses besides technological feasibility and improve-
ments also on economic viability and environmental aspects [12-16]. Reference [16] con-
ducted a techno-economic analysis for SNG production using catalytic methanation and
found two major factors influencing the economic feasibility of SNG as an CCU option:
(1) hydrogen costs; and (2) the CO, prices assumed as a credit. In fact, also a CO, price of
100 EUR/t cannot compensate the higher production costs of green hydrogen compared to
H; from steam reforming. Comprehensive research on the techno-economics and climate
impact of various CCU pathways also has been conducted by [9] showing that catalytic
conversion pathways show promising economics and feasible greenhouse gas savings.
Catalytic methanation requires high reactant gas purities due to the sensitivity of the metal
catalyst towards contaminants, which is currently a restriction especially for large scale
application as required for CCU purposes for industry. Recent experiments with real
by-product gases from steel industry for example have clearly shown that without gas
cleaning a constant degradation of the catalyst material occurs. A carbon filter delivered
satisfying results not showing a significant catalyst degradation at lab-scale. Upscaling the
lab-results for a steel mill aiming at completely substituting natural gas by integrated SNG
production would still require a significant amount of catalyst [17].

In contrast to catalytic methanation the reaction in biological methanation is more
robust towards impurities and intermittent reaction gas supply. However, biological metha-
nation demands bigger reactor dimension due to lower space-time yields. This is one of
the major limitations of biological methanation [18]. In summary the techno-economics
and also the greenhouse gas impacts of SNG production using catalytic methanation or
other CCU approaches like methanol production is well covered by recent scientific works.
Ref. [19] for example showed that SNG production from biogas catalytic methanation—as a
viable example for biogenic CO, use—leads to significant GHG-savings compared to fossil
natural gas. The origin of the CO, makes a difference although from a “cradle-to-gate” per-
spective CO, implies—regardless the industrial source—a credit of approximately—0.8 kg
COzeq/kgconcaptured Which corresponds to a CO, uptake of—2.69 kg CO, /kgsng [20]. The
remaining question nevertheless is, if a carbon uptake or at least carbon neutrality can be
justified by establishing a loop applying large scale underground methanation. Depending
on assumptions concerning CAPEX and OPEX taken into the results of techno-economic
analysis of CCU pathways can differ significantly—also among identical products [21].

In a recent review on the technology readiness levels of carbon capture utilization
and storage concepts, the option of CCU in depleted gas reservoirs has been neglected
if this option only was referred to be a CO, storage option [22]. However depleted gas
reservoirs offer a great potential to be the biological methanation reactors of the future
overcoming the limitation of scale. For geo-methanation CO; and H; are injected into a
porous underground reservoir and converted to methane by microbes already present in
the reservoir.
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Whereas underground storage of CO, and also H; in depleted hydrocarbon reser-
voirs, coal seams, aquifers and salt caverns already has been discussed numerously in
research [23-26] the simultaneous injection of CO, and H; for exploiting the potential of
underground biological methanation still lacks recognition. Although the work of [27]
focusses on H, underground storage the identified need for more know how on microbio-
logical data can also be transferred to geo-methanation, which will require more field tests.
Microbial activity and the conversion of Hj to CHy is mostly described as potential pitfall
for underground hydrogen storage [27,28] and not as a potential for using underground
storage facilities for targeted geo-methanation of H, with additionally injected CO, to
develop a large scale CCU possibility for future decarbonization. Reference [29] showed
that carbon neutrality for hydrocarbons from high CO, gas condensate reservoirs can be
achieved by closing the loop applying CCS. The work clearly indicates that closing carbon
cycles provides carbon neutral option but it lacks of economic perspectives as well as a
detailed greenhouse gas assessment and solely takes into account a CCS option ignoring
potentials for CCU.

A current study reports two demonstration projects which investigate the feasibility
of geo-methanation: HyChico in Argentina and Underground Sun Conversion (USC) in
Austria [30]. The lack of projects investigating large scale CCU utilizing the natural presence
of microbes in underground reservoirs provides the first evidence of a lack of technical and
economic feasibility studies for that approach.

Existing studies strongly focus on large scale hydrogen storage in different geological
formations. Reference [31] for example examined systemic aspects of large scale H storage
in Romania. Reference [32] studied the cost of Hj storage in French salt caverns and con-
cluded that this is economically feasible as the storage costs only make up a minor share of
the total hydrogen costs. Another work on the economics of hydrogen underground storage
has been done by Reference [33] where the storage in salt caverns has been compared with
storage in buried pipes and an aboveground tank. According to a recent review several
studies exist that estimate the costs of H, underground storage, but partly focusing on
storage in salt caverns [34]. There is a lack of detailed investigations for underground
storage in depleted gas reservoirs in terms of techno-economics. The existing studies
strongly focus on technical aspects such as the work done by [35] or [36] who examined the
behaviour of H in the reservoir and defined criteria for choosing reservoirs. Reference [37]
studied the environmental impacts of Hj storage in a depleted gas reservoir.

In contrast only a few studies investigate underground methanation of H; and COs.
The few available works concentrate on technical feasibility and potentials like [30] or [38].
To the knowledge of the authors there are no other recent studies on underground metha-
nation of Hy and CO; in depleted gas reservoirs available.

The research project USC investigates the in situ microbial methanation of carbon
dioxide and hydrogen in depleted natural gas reservoirs and aims to develop a process
chain for its industrial utilization. Results from the Underground Sun Storage research
project [39] have strongly indicated that microbial consortia present in depleted biogenic gas
reservoirs are capable of using hydrogen for the formation of methane. Such a technology
would make it possible to generate and convert large amounts of renewable energy, both
in Austria and in areas with a high potential and export this energy to densely populated
areas with a lower renewable energy generation potential. In addition, this represents
a huge source by potentially providing the urgently needed flexibility, which renewable
energy sources currently lack. The utilization of CO; in that process enables the creation of
a sustainable carbon cycle.

In general, there are two main use cases for the USC technology:

1.  Seasonal electricity storage (use of the USC technology for large-scale long-term
storage of renewable electricity)

2. CCU (use the USC technology for the production of green SNG from renewable
electricity and CO, from the industry)—main focus of this paper.
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The produced geomethane can be used in different sectors (mobility, power, heat,
industry) and within these for various applications (e.g., in mobility as a fuel for ships,
busses and trucks; in industry as a power source or chemical feedstock; for electricity
production in gas fired power plants; or for space heating).

Whereby use case 2 is the one in focus of the analysis conducted in the current work.
The novelty of the current work can be found in the following aspects:

1. Addressing underground methanation as use case for large scale CCU;

2. Assessing the techno-economics and greenhouse gas performance for this use case;

3. Assessing the technical feasibility of this approach by process simulations in
demonstration-scale;

4. Assessing these aspects based on data derived from the field trial conduction in
Austria within the project USC.

Additionally, the legal aspects concerning CO; capture and reuse are investigated to
provide a holistic picture for large scale CCU. The embedding of the respective processes
in the legal framework is crucial for their realisation, which is why a legal analysis of it is
provided in this paper. The development of a green gas certificate system is also of great
relevance. Indeed, a uniform European system for guarantees of origin must be established
quickly. Therefore, the current status is also subjected to a legal analysis in this regard, and
related difficulties are presented.

2. Materials and Methods
2.1. Process Simulations

For the simulations performed in this work, Aspen Plus® flowsheet simulations were
developed with the goal to establish a reliable data base for the technical ability of an
upscaled underground geo-methanation process. Based on these data the possibility to
integrate such a process in future CCU scenarios shall be assessed. Therefore, a series of
process flowsheets were mapped out representing the existing USC pilot plant in Pilsbach,
Upper Austria, designed and operated by RAG Austria AG [40]. Figures 1 and 2 show a
simplified version of the established flowsheets for two operating modes named BATCH
and CYCLE. For both modes, all relevant process components from the pilot plant operated
in Pilsbach have been included in the simulation setup.
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Figure 1. Simplified version of Aspen Plus® flowsheet for BATCH mode.
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Figure 2. Simplified version of Aspen Plus® flowsheet for CYCLE mode.

The lower half of each figure represents the storing of natural gas mixed with CO, and
H; produced from renewable energy sources. Starting with blending of CO, with Natural
Gas (NG) from a nearby natural gas reservoir, H, produced by Electrolysis (ELEC) is added
afterwards. The electrolyser is operated at 65 °C and 30 bars, with an efficiency of 70%.
Once the gas is mixed, it is compressed to 45 bar (INPUT) and injected into the depleted
gas reservoir acting as bio-/geo-reactor for the methanation of CO, and Hp (RESERVOIR).
A total operating volume (TOV) of 500,000 Nm? with injection/production rates up to
2000 Nm3/h can be managed with the pilot plant. On the upper half of the figures the
withdrawal of natural gas and any converted synthetic natural gas (geo-methane) from
the reservoir is shown. The produced gas stream including reservoir and reaction water
according to Equation (1) [41], as well as not-converted H, CO, and higher hydrocarbons
(OUTPUT wet), is fed to a free water knockout (FWKO) and a gas drying unit (GDU).

CO, +4H, = CH,4 + 2H,O (g)

) (1)
AH; = —165 k] /mol

For both units split fractions of 0.9 for water were implemented. The separated water
is stored in a tank from where it can be further treated and possibly re-used in the overall
process concept (e.g., for the PEM electrolyser). Then, the pre-treated dry gas (OUTPUT
dry) is tempered and fed into a membrane-based gas separation unit with a split fraction
of 0.2 for hydrogen and CO,, and 0.8 for methane and higher hydrocarbons. While the
PERMEATE contains the main share of CO; and Hj, the RETENTATE is rich on natural gas
and geo-methane.

Depending on the operating mode, the PERMEATE is either re-injected into the
reservoir after being blended with the NG, CO; and H, mixture (CYCLE mode), or it is
re-injected into the Austrian gas grid with the RETENTATE (BATCH mode). For both
modes, a RECYCLE resp. BYPASS stream is implemented, to limit the flow rate of dry gas
fed to the installed membrane unit to 600 Nm3/h. Furthermore, in CYCLE mode, injection
and production take place at different wells (LEH002 & LESP-001A) which were drilled
in the same reservoir structure but 200 m apart from each other. In BATCH mode, the
geo-methane is retrieved from the very same well it was injected to (LEH002).
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2.2. Techno-Economic Assessment

The techno-economic assessment (TEA) of the USC technology is performed for CCU
use cases, two different USC plant configurations (performance of the plant) and for two
different plant sizes (defined by the nominal gas volume flow into the underground pore
storage). Further, the TEA is done for the timeline which starts in 2025 and end in far future
(2050). To perform the TEA different methods are used.

First, the TEA is carried out in large part in accordance with the guideline “Tech-no-
Economic Assessment and Life Cycle Assessment—Guidelines for CO, Utilization” by
Zimmermann et al. (2018) [42].

Second, for calculating the future cost reduction potentials due to learning curve
effects and economies of scale the Tool CoLLeCT (Component Level Learning Curve Tool),
see Bohm et al. (2019) [43], an in-house development of the Energieinstitut an der JKU
Linz, is used. CoLLeCT represents a tool for calculation and analysis of overall learning
curves for variable assemblies by observance of the learning rates of its sub-components
and their properties. Thus, it allows a detailed analysis of the cost structure as well as
the com-prehension of components from comparable and well-known technologies. So,
it is rendered possible to determine the cost development of complex structures on a low
technology readiness level according to future production volumes. Additionally, the
modular approach allows for a consideration of spill-over effects from concurrent us-ages
of technologies and components.

Third, for calculating the production costs of geomethane for different use cases out of
the USC plant the tool PResTiGE (Power to gas assessment tool), see Bohm et al. (2020) [44],
an in-house development of the Energieinstitut an der JKU Linz, is used. PResTiGE is a
toolbox for current and prospective techno-economic and environmental benchmarking of
PtG systems. The tool comprises data from demo sites and benchmark systems as options
for electricity storage or applications of the gaseous products H, or SNG at different
scales, in forms that are regionally adaptable over all process steps of the PtG system and
product application. The assessment results reveal the optimal PtG system configuration
and implementation (i.e., with minimal cost and maximal system benefits). Sensitivities
can be systematically analysed to explore the robustness of the results. The quantitative
economic assessment via PResTiGE is based on the specific production costs of hydrogen or
SNG, which are calculated from the total annual costs in relation to the amount of annually
produced energy. The total annual costs are calculated using the so-called “annuity method”
following VDI 2067.

2.2.1. Overview of the Assessed CCU Use Case

The goal of the use case CCU is to produce a maximum amount of SNG with green
electricity and CO, from industry for the use in industry. In Figure 3 the interaction of the
individual components and players are shown.
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Figure 3. Overview diagram of the use case CCU.
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CO; from the industry (from processes available the whole year) and renewable
H, from the electrolyser are converted in the underground pore storage to geomethane.
The geomethane is again used in the same industry process, where previously the CO,
was released.

2.2.2. General Parameters and Data for the TEA

In Table 1 the most important general parameters for the TEA are listed.

Table 1. General parameters and data for the TEA.

Parameter Sub-Parameter Value
Interest rate 4%
Observation period 20 years

Year 2025: 800-930 EUR/kW

: 1
Electrolyser investment costs Year 2050: 200-260 EUR /kW
.. Year 2025: 65.0%
plant efficiency Year 2050: 72.5%
time hot stand-by 1h
power hot stand-by 2% of nominal power
o Year 2025: 6 years
Lifetime stack Year 2050: 18 years
Lifetime BoP 30 years
. Year 2025: 25%
Excess heat (share of nominal power) Year 2050: 20%
. Year 2025: 410-470 EUR/KW
1
Above Ground Methanation Investment costs Year 2050: 200-250 EUR /kW
Efficiency/degree of conversion 78%
Lifetime 20 years
Excess heat (share of nominal power) 17%
CO; costs 40 EUR/t

Sale price for excess heat

Sale price for oxygen

Electricity costs 2

Year 2025: 50 EUR/MWh
Year 2050: 57 EUR/MWh
50 EUR/t
Year 2025: 45 EUR/MWh
Year 2050: 75 EUR/MWh

Tariff for long-term storage service 3 7860 EUR/MW

! Depending on nominal power, for detail see [44]. 2 Based on [45-52]. However, the projected electricity prices
differ due to system’s assumptions (among other things, to the underlying climate protection targets and their
measures) there is a clear trend towards higher electricity prices. > Compare the tariff calculator for long-term
storage service of RAG Energy Storage GmbH—https:/ /www.rag-energy-storage.at/speicherdienstleistungen/
tarifrechner.html (accessed on 19 May 2021).

2.2.3. USC Plant Configurations

Based on the real data of the test series directly at the storage facility as well as the
laboratory tests, two possible configurations of a USC plant are derived, which essentially
differ in terms of the stored and withdrawn gas composition (input/output), and thus by
the Hy conversion, the efficiency and the stoichiometric ratios:

e  USC base (average case);
USC advance (close to the theoretical optimum);

The gas composition (proportion of CHy, Hy and CO;) of the injected and withdrawn
volume flow for the two plant configurations is shown in Figure 4.
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Figure 4. Gas composition (proportion of CHy, Hy and CO,) during injection and withdrawal.

In the plant configuration base, 20% Hpy, 5% CO, and 75% CHy are stored in the
underground pore storage. After the conversion, the output volume flow consists of 11.1%
H,, 2.8% CO, and 86.1% CHy. Thus, the share of CHy in the overall mixture is increased
by 11.1 percentage points. In comparison, a significantly higher proportion of Hy (30%) is
stored in the advance plant configuration. Similar to the plant configurations base, CO,
is added stoichiometrically (7.5%). The remaining share in the volume flow is accounted
for CHy (62.5%). In the advance plant configuration, it is assumed, that all Hy and CO; is
converted to CHy, which means that 100% CHy is available at withdrawal.

Based on the gas composition, further characteristic data (volume flows, mass flows,
energy flows, Hy or CO, demand, CHy production, etc.) of the USC plants are be derived.

2.2.4. USC Plant Size

The USC demo plant was designed for a gas input volume flow of 2000 Nm?/h. In
the TEA, larger plants with a volume flow of

e 25000 Nm3/h
e 100,000 Nm3/h

are considered.

Depending on the USC plant size (NOTE: The term “USC plant size” refers to the
nominal gas input volume flow to the underground storage) and the plant configuration
(see Section 2.2.3), the required electrolysis capacity, the corresponding methane production
and the converted amount of CO; result, see Table 2.

Table 2. Nominal electric power of the electrolyser and CH, production related to the plant size
(volume flow gas input) and process con-figuration.

Nominal

Volume Flow . Geomethane CO;,; Demand
Process Electric .
Gas Input Configuration Power EL Production (Converted)
3

(Nm>/h) (MW) (MW) (t_CO,/h)
base 12.5 6.9 1.2
25,000 advance 37.5 20.7 3.7
base 50.0 27.6 49
100,000 advance 150.0 82.7 14.7

There is a strong influence of the plant size and, above all, the plant configuration
on the required electrolysis capacity, the corresponding geomethane production and the
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converted amount of CO,. Between the plant configuration base and advance there is
a factor of three. This means that with the same plant size (volume flow of the plant)
three times more geomethane can be produced in the advance than in the base process
configuration. This is due to the lower conversion of H in the base compared to the
advance configuration (see therefore Figure 4).

2.2.5. USC Plant Investment Costs

The total investment costs of the USC pilot plant (confidential data) and their subdivi-
sion into individual cost items (e.g., costs for the electrolyser, installations above ground
and underground, etc.) serve as a starting point for future cost projections.

The aim of a USC plant is the production (and storage) of SNG, which is why the
Figure 5 shows the specific investment costs of USC plants in relation to the production of
1 kWgnG. The costs are compared to a state of the art aboveground (catalytic) methanation
(AGM) with an equivalent methanation (SNG output) and included with all necessary
devices for storage in an underground pore storage (drilling, compressors, pipes, etc.).

8000
_ 7000
2 6000
3 5000
< 4000

;[ 3000 ii i i ML
g 2000 i i i B AGM
= 1000 i

0

base advance base advance

spec. investment costs

2025 2050

Figure 5. Specific investment costs of USC plants related to the process configuration (base and
advance) and year of installation and additionally the costs for an Above Ground (catalytic)
Methanation (AGM) with comparable SNG production. (A plant with a nominal volume flow
of 100,000 Nm?3 /h is given as a reference. The upper value of the error indicator indicates the costs
for a 25,000 Nm3 /h plant).

The specific investment costs of USC plants are highly influenced by the process
configuration. In base configuration the costs are approximately double as high as in the
advance configuration. The reason for this can be found, among other things, in the size
of the electrolyser (due to the composition of the input gas) and consequently the SNG
production. Between base and advance lies a factor of three, i.e., in the advance process
configuration a three times larger electrolyser is used and the SNG production is also three
times higher than in the base case (see Table 2). However, there will be a reduction in
investment costs in the future due to learning curve effects.

Compared to a conventional Above Ground Methanation (AGM) plants the specific
investment costs of USC plants are generally higher, especially for the process configuration
base. However, it should be noted that with a USC system, large quantities of gas (carrier
gas required for the process; depending on the process configuration 62.5-75% of the
volume flow of the plant) are additionally stored. In comparison to the AGM system, only
the amount of SNG produced in the process is stored (the amount of SNG produced in USC
and AGM is equal; depending on the plant configuration 20-30% of the volume flow of an
USC plant).
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2.3. Greenhouse Gas Assessment

For assessing the greenhouse gas performance for chosen USC scenarios the ISO
14040/44 Life Cycle Assessment (LCA) methodology has been applied. The methodol-
ogy consists of four steps: (1) definition of goal and scope defining the technical system
boundary as well as temporary and geographical boundaries; (2) Life Cycle Inventory
(LCI) where mass and energy flows to and from the system are gathered; (3) Life Cycle
Impact Assessment (LCIA) finally normalizing and attributing mass and energy flows
to environmental impact categories and (4) interpretation [53,54]. The methodology of
LCA is vastly discussed in the scientific literature [55-59] in the context of power-to-gas
applications also [60-62]. Accordingly there will not be a detailed description of the general
methodology within the current work.

The Greenhouse Gas Assessment (GHG-Assessment) is conducted using GabBi ts 10
LCA software and the corresponding Professional database as well as ecoinvent v3.6
database. Data for background processes is derived from named LCA databases. Mass
and energy flows in foreground processes are based on assumptions in techno-economic
evaluation according to the process design. Figure 6 shows the system boundaries for
the geo-methanation process and also displays foreground and background processes.
Erection of infrastructure (i.e., road to plant) and construction plant (i.e., piping, electrolyser,
compressors, etc.) are not considered in the assessment considering that the specific impact
broken down to the functional unit is comparably low due to long life time [63] and power-
to-gas system components play a minor role for the environmental impact of produced
gases [64].

Underground Sun Conversion — System Boundary

Foreground process I_Background

process

—_—
|

[Backgroind

process

Electricity generation

y Underground pore q .
Ha-storage storage Withdrawl Gas grid
Compressor Membrane process
@ @ Bio. methanation CH,

H,-production
Electrolyzer

Water utilizati I

Figure 6. System boundary for the LCA of the Underground Sun Conversion process using the
example of the advance scenario.

Figure 6 shows the applied “cradle-to-gate” system boundaries without considering
the end use of the produced geo-methane. The function of the system is to produce synthetic
methane from H; and CO,. Accordingly, the functional unit is 1 MJ CHy produced within
the geo-methanation process. Carbon dioxide as a by-product of ammonia production is
assumed to be the external carbon source in order to reflect the industrial CCU use case
also applied in techno-economic analysis. The geographic boundary is Austria and the
temporary boundary is the timeframe from 2017 to 2021 which corresponds to the duration
of the field trial.

In line with the technoeconomic analysis, LCA also examines three scenarios differing
in plant configuration showing different conversion rates for CO; and H; to CHy in the
underground storage resulting in different gas mixtures as an output. The mass balance
representing the LCI for GHG-assessment is shown in Figure 7.
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Figure 7. Gas composition (proportion of CHy, Hy and CO,) during injection and withdrawal.

As the mass balance shows, a significant amount of gas is kept in the loop and injected
again to the underground pore storage. The operating energy used for geo-methanation
is solely made up by electricity for electrolysis, gas injection and gas withdrawal. For the
scaling and the electricity consumption of the compressors, a calculation based on the
real gas values of methane and hydrogen was performed [65,66]. The electricity demand
for the advance case is estimated to be 728 MJ/h for electrolysis, 288 MJ/h for injection
and ranges from 181 MJ/h for the advance case up to 233 MJ/h for the base case for
gas withdrawal. Due to the obtained gas mixtures an allocation procedure for CHy and
H; as energetically usable process outputs based on the lower heating value (LHV) was
developed (see Table 3).

Table 3. Energy allocation in scenarios based on LHV of H; (3.0 kWh/ Nm?) and CHy (9.9 kWh/Nm?)
and volumetric gas composition shown in Figure 7.

Gas Base Advance
CH, 96.0% 100.0%
H, 4.0% 0.0%

Source: authors own.

All three scenarios were further analysed applying the following three different elec-
tricity sources for each of them for operating the electrolyser:

e 100% wind power
100% solar power
e  Austrian grid mix

The other electricity consuming components (i.e., use the AT electricity mix). Table 4
shows the applied processes from LCA databases. Additionally, two different CO, sources
have been assumed—one biogenic from biogas and the other from ammonia synthesis (see
also Table 4).

For the LCIA CML 2015 method is applied, which is a problem-oriented classification
of material and energy flows for impact assessment and categorizes results in so-called
midpoint categories. The GHG-performance is expressed in the Global Warming Potential
(GWP) measured in kg CO,-equivalents (kg CO»eq).
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Table 4. Life cycle inventory—process and their accumulated process from the database.

Process

GaBi ts Professional/Ecoinvent v3.6 Process

Electricity

AT: Electricity from wind power ts (GaBi ts 10 Professional Database)
AT: Electricity from photovoltaic ts (GaBi ts 10 Professional Database)
AT: Electricity grid mix ts (GaBi ts 10 Professional Database)

Renewable electricity mix 2030 AT: Electricity from hydro power ts (GaBi ts 10 Professional Database) (56.7%)

CO,
Water

AT: Electricity from wind power ts (GaBi ts 10 Professional Database) (21.6%)
AT: Electricity from photovoltaic ts (GaBi ts 10 Professional Database) (13.9%)
AT: Electricity from biomass (solid) ts (GaBi ts 10 Professional Database) (5.7%)
AT: Electricity from biogas ts (GaBi ts 10 Professional Database) (2.1%)
DE: Carbon dioxide (CO,) by-product ammonia (NH3) (economic allocation ts (GaBi ts
10 Professional Database)
EU-28: Water (deionised) ts (GaBi ts 10 Professional Database)

Source: authors own based on GaBi ts 10 Professional and ecoinvent 3.6.

3. Results
3.1. Process Simulations

With the established flowsheets (Figures 1 and 2) a series of simulations was per-
formed with varying partial conversion rates for the bio-methanation reaction taking
place in the downhole reservoir according to the Sabatier equations for CO, methanation
Equation (1) [41]. In addition, two different gas mixtures were considered for the injected
gas stream, one containing 10 vol.-% Hj and 2.5 vol.-% CO; (reaction stoichiometry, INPUT
1), and another one with an increased hydrogen amount of 20 vol.-% and 2.8 vol.-% of
CO; (hydrogen surplus of 80%. INPUT 2). Finally, also the injection and production flow
rates were varied between 1000 and 2000 Nm? /h. All variations were simulated for both
operating modes (BATCH and CYCLE). Table 5 shows the gas composition of the individual
streams on the injection side of the simulated geo-methanation process [67]. The simulation
results shown in the following figures represent the CYCLE operating mode with a flow
rate of 2000 Nm?3 /h.

Table 5. Gas composition of process streams on injection side of the geo-methanation process (values
in vol.-% dry).

Stream CO, CHy4 H, Other (N, CnHp)
NG 0.2 98.4 - 14
Co, 100 - - -
H, - - 100 -
INPUT Case 1 2.5 86.3 10 1.2
INPUT Case 2 2.8 76.1 20 1.1

For INPUT Case 1, Figure 8 shows the gas composition in vol.-% of the dry gas
stream after the water separation units (OUTPUT dry, left) as well as the final product
stream after an integrated membrane unit for gas upgrading (PRODUCT, right). A series
of partial conversion rates from 0.1 to 0.9 in steps of 0.1 was considered. A value of 1.0
would represent full conversion of any CO, to geo-methane through the downhole geo-
methanation process. For Case 1 in CYCLE mode, the methane content varies between 87.4
and 97.3 vol.-% for the dry output stream, as well as between 95.5 and 98.3 vol.-% for the
final product stream. The hydrogen share decreases for the dry output stream from 9.1 to
1.1 vol.-% with increasing conversion rate. On the product side, hydrogen is already at a
low level of 2.5 vol.-% with a 0.1 conversion rate due to the high efficiency of the membrane
unit. For a partial conversion rate of 0.9, almost no hydrogen and CO; are present in the
product gas anymore, leaving 98.3 vol.-% CH, and 1.3 vol.-% of higher hydrocarbons in
the product (all values in vol.-% (dry)).
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Gas composition in vol.% (dry) per partial conversion rate
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Figure 8. Gas composition of dry gas stream after water separation (left), and of product gas stream
(right); all values in vol.-% (dry) for INPUT Case 1 (10% Hj and 2.5% CO,).

Figure 9 shows the composition of all relevant gas streams for simulation Case 1 and a
selected partial conversion rate of 0.7. This value represents one specific operation mode
conducted in the field. For this simulation, the gas composition from the injected gas
stream with 86.3 vol.-% of methane upgraded to 94.7 vol.-% during the geo-methanation
and further up to 97.6 vol.-% with the membrane unit. H, and CO; started with 10
respectively 2.5 vol.-%, and decreased to 0.8 and 0.2 vol.-% for the final product stream (all
values in vol.-% (dry)).

Gas composition in vol.% (dry) per gas stream
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Figure 9. Gas composition per gas stream; all values in vol.-% (dry) for INPUT Case 1 (10% H; and
2.5% COy).

The second simulation case addresses an elevated amount of hydrogen to be stored in
the underground gas reservoir. This INPUT Case 2 includes 20 vol.-% of H; and 2.8 vol.-%
of CO, as INPUT (highly over-stoichiometric, H,:CO, =7.14:1). Figure 10 gives an overview
on the gas composition of the output stream in vol.-% (dry) prior to the membrane unit
(left) as well as the one after the gas upgrading took place (right). Due to the higher amount
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of hydrogen injected, and the resulting surplus of hydrogen for the methanation reaction,
higher shares of hydrogen remain present in the produced gas streams (e.g., 12.4 and 3.4
vol.-% compared to 1.1 and 0.2 vol.-% for Case 1, all values in vol.-% (dry).

Gas composition in vol.% (dry) per partial conversion rate
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OUTPUT dry PRODUCT
Figure 10. Gas composition of dry gas stream after water separation (left), and gas composition of
product gas stream (right); all values in vol.-% (dry) for INPUT Case 2 (20% Hj; and 2.8% COy).
Figure 11 summarises the gas compositions for all relevant gas streams from the
simulation of INPUT Case 2. Again, a partial conversion rate of 0.7 was selected. The gas
composition from the injected gas stream with 76.1 vol.-% methane increased to 84.3 and
94.6 vol.-% with the geo-methanation as well as the gas upgrading unit at the surface. H
and CO, started with 20 and 2.8 vol.-%, and de-creased to 3.8 and 0.2 vol.-% for the final
product stream (all values in vol.-% (dry)).
Gas composition in vol. % (dry) per gas stream
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Figure 11. Gas composition per gas stream; all values in vol.-% (dry) for INPUT Case 2 (20% H; and
2.8% COy).
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3.2. Techno-Economic Assessment

In this chapter the main results of the TEA, the costs for conversion of H, and CO; to
geomethane and the total costs for the production of geomethane as well as the comparison
to the costs of a SNG production in an Above Ground Methanation, are summarised.

3.2.1. Conversion Costs

The costs for the conversion of Hy and CO; to geomethane are charged to the customer
by the storage operator. The storage operator incurs costs for the construction and operation
of the plant. In return, revenues are generated for the storage the carrier gas (which is
from a today’s perspective necessary for the USC process) and the storage of the produced
geomethane. The difference is the cost for conversion to geomethane, which the storage
operator charges to the customer. In Figure 12 the structure of the conversion costs is shown
in detail for a 100,000 Nm3/h USC plant for the base and advanced configuration 2025 and
2050. Additionally, for comparison, the conversion costs with an AGM (equivalent SNG
output) are shown.
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4.0 4.4 m OPEX
2.0 M Investment costs
“EUE R
0.0 ’ i Storage geomethane

Storage carrier gas

conversion tariff
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-2.0

= Spec. conversion tariff
-4.0

UsC AGM UsC AGM @ USC AGM USC AGM
base advance base advance

2025 2050

Figure 12. Cost for conversion for a 100,000 Nm?3 /h USC plant and a comparable AGM.

The specific investment costs and OPEX are different for the process configurations
base and advance, since they depend on the amount of SNG produced (Note: The abso-
lute investment costs are independent of the process configuration. In base, the specific
investment costs are higher than in advance, since the amount of produced gas is compara-
tively low).

The specific revenues for storage behave similarly. In the base configuration, a large
amount of carrier gas is required and stored, and a comparatively small amount of ge-
omethane is produced, making the specific revenues for storage very high. In comparison,
in the advance configuration much more geomethane is produced and at the same time
less carrier gas is stored, which means that the specific revenues for storage are signifi-
cantly lower.

In Figure 12, the USC technology is compared to conventional methane production
using aboveground catalytic methanation (AGM). Compared to the USC technology, the
specific investment costs of an AGM are in the base configuration significantly lower and at
a similar level in the advance configuration. In the AGM process, no carrier gas is required,
therefore only revenues for the storage of the produced gas are generated, which are very
low compared to the storage of carrier gas required for USC process.

3.2.2. Geomethane Production Costs

The total costs for geomethane production consist of the conversion costs (tariff for
conversion, which is charged to the customer by the storage operator) and operational
costs for producing the Hy with an electrolyser (electricity, electricity tariffs, water), CO,
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from industry and revenues for excess heat (use in district heating or for process heat)
and oxygen. In Figure 13 the structure of the production costs is shown in detail for a
100,000 Nm?/h USC plant for the base and advanced configuration 2025 and 2050.
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Figure 13. Geomethane production costs with a 100,000 Nm?/h USC plant and a comparable AGM.

The largest share of the production costs is accounted for electricity, which increases in
future, to power the electrolyser to produce H,. Especially in early installations (2025), the
tariff for conversion also contributes a significant part to the total cost. Not to be neglected
should be the revenues generated by the sale of excess heat and oxygen from the electrolysis
process.

In Figure 14 the development of the specific production costs of geomethane for two
different plant sizes (injection and withdrawal volume flows of 25,000 and 100,000 Nm?3/h)
up to the year 2050 are shown, whereby a distinction is also made between the plant
configurations base and advance. For comparison, the production costs of SNG produced
with a conventional Above Ground Methanation with equivalent SNG capacity are shown.
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Figure 14. Geomethane production costs. (a) plant size 25,000 Nm?/h (b) plant size 100,000 Nm?/h.

Both, plant configuration and size have a significant impact on production costs, i.e.,
the larger the plant or the better the plant configuration (or plant performance) the lower
the costs. In general, the production costs of AGM are lower than those of USC. In an
advance plant configuration, the production costs of USC and AGM are in a similar range.
In the base configuration, the costs of USC are higher than with AGM.
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The geomethane production costs are in the range of 10.1-13.6 cent/kWh in 2025 and
12.4-15.2 cent/kWh in 2050. Especially for comparatively large plant with 100,000 Nm? /h,
both plant configurations show similar costs. The production costs will remain at a similar
level in the future as in 2025 due to the high full load hours of the plant and the rising
electricity costs in the future. The high full load hours mean that the share of conversion
costs in the total production costs is rather low compared to the share of electricity costs.
Therefore, the electricity costs have a higher influence on the total costs. This means that
if the share of electricity costs increases more than the share of conversion costs (mainly
investment costs) of the plant decreases due to learning curve effects, the production costs
will remain the same (or increase slightly) in the future.

3.3. Greenhouse Gas Assessment

The results for the GWP in Figure 15 clearly show that the electricity needed for
compressors are a major contributor to the GWP in case of base case, where the electricity
is for compressing the gas is responsible for 56% if AT electricity mix is used for electrolysis
up to 77% if wind power is used for hydrogen production. As the GWP impact of electricity
used for compressing operations decreases, the significance of electricity used for hydro-
gen production increases. This is majorly due to increased conversion efficiencies in the
underground pore storage and therefore less gas is compressed in the loop (see Figure 7).
As expected, renewable power sources are clearly favorable in terms of GWP. The impact of
water use and CO; source are neglectable in terms of GWP of synthetic methane produced
applying USC.
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Figure 15. Global Warming Potential (GWP) for USC Scenarios (source: authors own based on GaBi
ts 10 and ecoinvent v3.6).

Figure 16 shows the comparison of USC Scenarios with relevant benchmark processes
regarding their GWP. It is shown that in the advance case using wind power the obtained
GWP of 1 MJ synthetic methane has a comparable GWP as upgraded biogas and conven-
tional (above ground) methanation applying CO, from biogas upgrading and wind power
(PtG with biogas CO, and wind el.). All scenarios of the base and advance case show a
significant GHG-saving ranging from approximately 26% up to 90% for the wind power
operated advance case.

133



Energies 2022, 15, 1021

Figure 16. Global Warming Potential (GWP) for USC Scenarios compared to relevant benchmark
processes (source: authors own based on GaBi ts 10 and ecoinvent v3.6 and [68-70]).

All benchmark processes refer to a “cradle-to-gate” system boundary, except natural
gas for which the GHG emission factor for combustion is considered. This is due to the
fact that the “cradle-to-gate” boundary leads to the wrong conclusion as for fossil energy
carriers the GHG emissions for their production a comparably low and the majority of
GHG emissions occur during the use phase. So, it is common to use the “cradle-to-use”
system boundary for fossil fuel comparators [71].

4. Discussion
4.1. Interpretation of Process Simulations and Comparison with Field Experiments

Considering the dry output stream of Case 1, the minimum required value for methane
of 96 vol.-% according to OVGW G31 [72] can only be met with a high CO, partial con-
version rate of 0.8 and above. The same applies for the other gases in the product stream
as the corresponding values for Hy and CO; stayed below their maximum values. With
the updated norm G B210 released in 2021 [73], the new upper limit for H, of 10 vol.-%
can be achieved with every conversion rate simulated. The same applies for CO; with a
maximum value of 2.5 vol.-%. Nevertheless, the specification window including the Wobbe
index, the higher heating value as well as the relative density of the gas mixture cannot be
met with a conversion rate below 0.8. The integration of a membrane unit would result in
the successful upgrading of gas mixtures with conversion rates above 0.2. Such gas streams
would meet the specifications of the updated norm G B210 for injection into the Austrian
gas grid, respectively the EN 16726 norm for gas infrastructure and gas quality [74].

For Case 2 with an elevated share of hydrogen (20 vol.-% instead of 10 vol.-%), the
implementation of one membrane unit for gas upgrading results in a final product stream
which does not meet the required specifications of OVGW G B210, independent of the
downhole conversion rate. Although the thresholds of the individual gas components can
be met, all product gas compositions are outside of the specification window. Additional gas
treatment or a different gas upgrading system is required, to meet the given specifications
of the Austrian gas grid (e.g., catalytic methanation unit on surface [75]).

The simulation results for both cases and operating modes are well aligned with
the actual measurements obtained in the field. Conversion throughout the reservoir is
heterogenous as the microbes are also not dis-tributed homogenously throughout the
reservoir. Additionally, the conversion rates depend on the time the gas remains in the
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reservoir. Therefore, different conversion rates ranging from 0.1 up to 0.9 were observed
for different regions in the gas reservoir.

4.2. Techno-Economic Assessment

As discussed in Bohm et al. (2021) [76], the production of Hy with an electrolyser
and (district) heating systems have several synergies, that should be exploited in terms of
achieving a high primary energy efficiency and further to increase the macro- and business
economic efficiency.

In Figure 17 the economic effect in terms of geomethane production costs with and
without the revenue for excess heat for a 100,000 Nm?3 /h USC plant (advance configuration)
and a comparable AGM are shown. If the excess heat from the electrolyser is not used,
for example in district heating systems, the production costs will rise about 20%. In case
of AGM, the SNG production costs will rise about 30%, since also excess heat form the
catalytic methanation is available.
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Figure 17. Geomethane production costs with and without revenue for excess heat for a
100,000 Nm?3 /h USC plant (advance configuration) and a comparable AGM.

In general, the calculated geomethane production costs are in a similar range compared
the other calculations done for the costs for producing of conventional SNG, e.g., [16] or [10].
However, a direct comparison of the geomethane production costs with conventional SNG
production costs is not reasonable, because no long-term storage, like it is done in the USC
technology, is gas taken into account. Additionally, as shown in Sections 3.2.1 and 3.2.2,
electricity and investment costs, and in particular the future development of these, have a
significant influence on SNG production costs. Further, if the value for storing gas increases
due to the growing demand for seasonal storage, the gas storage tariff will also rise. This
will result in higher revenues for storing the carrier gas, which in turn will reduce the cost
of converting Hy and CO, in the USC process. However, these developments depend very
strongly on the future energy and climate policy framework conditions.

Further questions have arisen in the course of this project regarding the relevance
of the USC technology from an overall energy system perspective such as the need for
seasonal electricity storage and the pricing of this as a system service, the use of CO,
from industrial processes in terms of a carbon cycle economy. These and others will be
investigated in the follow-up projects Underground Sun Storage 2030 [77], Carbon Cycle
Economy Demonstration [78] and USC FlexStore [79].

4.3. Greenhouse Gas Assessment

From a GHG-perspective two major preconditions have to be fulfilled to achieve a
favourable GHG-performance and to maximize GHG-savings compared to fossil coun-
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terparts and EU-28 mix based PtG products: (1) renewable electricity sources have to be
used for hydrogen production (i.e., wind and solar power); and (2) conversion efficiencies
of CO; and Hj; in the geo-methanation process have to be increased significantly, and
simultaneously the amount of gas kept in the loop has to be decreased in order to save
electricity for compressing.

As the electricity demand for compressing has been identified main driver for the
GHG-emissions related to synthetic methane produced in geo-methanation process the
impact of the share of backflow (gas kept in the loop) on the total system output has been
issue of further investigation. Due to a constant compressor electricity demand in all three
cases due to the constant output rate of 1000 Nm? per h, while due to increasing backflow
the overall product gas output is decreasing. As shown in Figure 18, the GWP from the
compressors would be neglectable, due to the exponential growth of GWP with increasing
backflow rates, if there would be no backflow.
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Figure 18. Relationship between backflow and GWP from compressor usage (Source: Energieinstitut
an der JKU).

For a future application the aim is to reach low backflow rates, therefore the base and
advance case are much more representative for the technology rollout than the demo plant.

A limitation of GHG-assessment results from the “cradle-to-gate” boundary for syn-
thetic methane and the use of industrial CO, for geo-methanation. Only a temporary
CO; storage is achieved and in case of feeding in the synthetic methane to the gas grid a
combustion has to be assumed as use case. Accordingly, the carbon is again released to the
atmosphere and does not account to be carbon neutral due to its fossil origin. Therefore,
the aim of the USC geo-methanation is to close the carbon cycle so that the amount of CO,
injected to the underground porous storage equals the amount of CO, released by burning
the geo-methane. This concept fit the approach of converting “spent carbon” emissions
into “working carbon” emission which leads to reduced carbon emissions in the overall
economy as the CO; is recycled and kept in the loop [80].

4.4. Legal Aspects
4.4.1. Carbon Capture and Utilization

CCU enables CO; not to be emitted directly, but to shift the emission. Depending on
the specific use of the carbon dioxide, a shorter, longer or possibly permanent avoidance
of carbon dioxide emissions is made possible. There is no specific comprehensive legal
basis for CCU at European level. However, there are provisions in particular in the ETS
Directive [81] and the Monitoring and Reporting Regulation (MRR) [82] which are of great
importance for CCU applications.
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The European emissions trading system (EU ETS) aims to reduce greenhouse gas
emissions and applies to emissions from activities listed in Annex I of the ETS Directive
and greenhouse gases listed in Annex II of the Directive which include CO;. The source
of CO, plays an important role in the legal assessment, since depending on whether it is
fossil or biogenic, certain rules are applied or not. According to Annex I no. 1 ETS Directive
installations exclusively using biomass are not covered by this Directive and Annex IV of
the ETS Directive and Article 38(2) MRR state that the emission factor of biomass shall be
zero. Therefore, no allowances have to be surrendered for emissions from biomass.

Based on the ETS Directive and in particular Article 14(1), the Commission implement-
ing Regulation on the monitoring and reporting of greenhouse gas emissions pursuant
to the ETS Directive was adopted (MRR). Together with the Commission implementing
Regulation on the verification of data and on the accreditation of verifiers pursuant to the
ETS Directive [83] (AVR) they regulate the ETS compliance cycle. Monitoring, Reporting
and Verification (MRV) provide traceability and transparency, creating trust in emissions
trading and thus ensuring enforcement of the EU ETS [84].

The EU ETS aims at reducing greenhouse gas emissions and it has already been
stated that CCU provides the possibility to retain CO, emissions (depending on the actual
deployment pathway for a shorter or longer retention). Thus, whether and if so, to what
extent CCU applications are taken into account in the EU ETS, is to be assessed.

As described above Article 2(1) ETS Directive stipulates that the Directive shall apply
to emissions from the activities listed in Annex I of the ETS Directive and greenhouse gases
listed in Annex II ETS Directive. Article 3(b) ETS Directive defines emissions as ‘the release
of greenhouse gases into the atmosphere from sources in an installation or the release from
an aircraft performing an aviation activity listed in Annex I of the gases specified in respect
of that activity’ [85]. In order to speak of emissions, the release of greenhouse gases into
the atmosphere is therefore necessary. The question arises whether allowances have to be
surrendered for re-used CO; and thus not (immediately) emitted CO,.

The ETS regime sets incentives for long-term geological storage (in a under the CCS
Directive [86] permitted storage site) by providing exemptions of having to surrender of
ETS allowances (cf. Article 12(3a) ETS Directive). With regard to the question of how CCU
is handled under the EU ETS regime, the following not only looks at the current status of
the legislation, but also presents the previously existing legal situation and the development
towards the current legal situation. For CCU, there is no provision in the ETS Directive
comparable to that in Article 12(3a) ETS Directive for CCS. However, the MRR also contains
provisions on transferred CO;. In an older version of the MRR (EU 601/2012 [87]—no
longer in force) Article 49(1) contained the allowance deduction possibility in the case of
CCS as defined in the CCS Directive. Subsequently, it was stated that ‘for any other transfer
of CO, out of the installation, no subtraction of CO, from the installation’s emissions
shall be allowed.” Recital 13 of the MRR 601/2012 stated that transfers of inherent or pure
CO; should, in order to close potential loopholes, only be allowed subject to very specific
conditions. It further stated that concerning the transfer of pure CO, the condition was
that it should only occur for the purposes of storage in a geological site pursuant to the
Union’s greenhouse gas emission allowance trading scheme. Interestingly, it was also
noted in the recital that those conditions should not, nevertheless, exclude the possibility
of future innovations. Thus, any deductibility for transferred CO, beyond the exception
referred to above was explicitly excluded. With regard to the production of precipitated
calcium carbonate (PCC), MRR 601/2012 contained a specific provision, which enshrined
that where CO; is used in the plant or transferred to another plant for the production of
PCC, that amount of CO; shall be considered emitted by the installation producing the
CO; (cf. Annex IV Section 10. B. MRR 601 /2012).

Article 49(1) and Annex IV Section 10 of the MRR 601/2012, more precisely, their
validity, was the subject of a preliminary ruling requested by the Administrative Court of
Berlin (Verwaltungsgericht, Berlin, Germany). The so-called Schaefer Kalk case (Schaefer
Kalk GmbH & Co. KG v Federal Republic of Germany) [88] concerned the refusal to allow
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Schaefer Kalk GmbH & Co. KG to subtract from the emissions subject to the monitoring
obligation the carbon dioxide produced in an installation for the calcination of lime trans-
ferred to a precipitated calcium carbonate installation. Schaefer Kalk was of the opinion
that CO, that is transferred to a plant not subject to the EU ETS, where it is used for the
production of PCC may be deducted from the emissions reported under its monitoring
plan, as this transferred CO, is chemically bound in the PCC and, due to the lack of release
into the atmosphere, does not correspond to emissions within the meaning of the ETS
Directive. This dispute ended up before the Berlin Administrative Court, which doubted
the validity of the aforementioned provisions and therefore stayed the proceedings and
referred the questions for a preliminary ruling to the European Court of Justice. First of all,
the Court stated that it follows from the very wording of Article 3(b) of the ETS Directive
‘that, for there to be an emission within the meaning of that provision, a greenhouse gas
must be released into the atmosphere’. Furthermore it found that, the MRR is based on the
ETS Directive and has to be within its boundaries. The provision in Article 12(3a) of the ETS
Directive does not mean that the EU legislator assumed that operators are not obliged to
surrender only in the case of permanent geological storage, according to the Court. It stated
that it has to be verified whether there is a release of CO; into the atmosphere. Pursuant
to the Court, it is undisputed that the CO, used for the production of PCC is chemically
bound in this stable product. The Court held that Article 49(1), second sentence, and
Annex IV, Section 10, Subsection B, of MRR 601 /2012 were excessive, and therefore ruled
in its judgment of 19 January 2017 that they were ‘invalid in so far as they systematically
include the carbon dioxide (CO,) transferred to another installation for the production
of precipitated calcium carbonate in the emissions of the lime combustion installation,
regardless of whether or not that COj is released into the atmosphere.” [88].

The MRR has been adapted accordingly. The phrase ‘for any other transfer of CO,
out of the installation, no subtraction of CO, from the installation’s emissions shall be
allowed’ in Article 49(1) MRR has been removed. Instead, in addition to the already
existing deductibility of emissions relating to CCS, the provision that the operator shall
subtract from the emissions of the installation any amount of CO, originating from fossil
carbon in activities covered by Annex I to the ETS Directive that is not emitted from the
installation, but transferred out of the installation and used to produce PCC, in which the
used CO; is chemically bound, has been included in Article 49(1)(b) MRR. Furthermore
recital 17 of the revised MRR now states that CO, that is transferred for the production of
PCC and chemically bound in it should not be considered as released into the atmosphere.
However, beyond this specific case, CCU is not rewarded in a comparable way in the ETS
regime. In March 2018 the ETS Directive has been revised [89]. According to recital 14 in the
ETS Directive, the main long-term incentive of the ETS Directive for, inter alia, breakthrough
innovations in low-carbon technologies and processes, including environmentally safe
carbon capture and utilization, is its carbon price signal and the fact that allowances will
not need to be surrendered for CO, emissions that are avoided or permanently stored.

The fact that the phrase ‘for any other transfer of CO, out of the installation, no
subtraction of CO, from the installation’s emissions shall be allowed’ has been removed
entirely and that it is also stated in the recital of the ETS Directive that no allowances are
to be surrendered for avoided CO, emissions as well as the considerations of the court
give the impression that not only the one explicitly mentioned case is to benefit from the
exemption, but also others that would fulfil the relevant criteria. However, even though
CCU can certainly provide a contribution to achieving climate and energy policy goals, a
far-reaching exemption from the obligation to surrender certificates is fraught with many
(legal and also technical) problems and uncertainties and cannot be implemented so easily
without further ado. The question of when CO, is permanently avoided or ‘permanently
bound’ and the associated problem of “internal carbon leakage’, which has to be assessed
specifically for each case, is only mentioned here as an example [90]. Therefore, and since
there is no further explicit mention in the MRR or ETS Directive it has to be assumed that
surrendering ETS allowances when using captured CO, for other purposes (than the one
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explicitly addressed) is still necessary. For a proper integration of CCU into the ETS regime
clear CO; accounting rules and a life cycle analysis to establish the final CO, emission
reduction effect are required [91].

The Commission announced in the Circular Economy Action Plan that they ‘will
explore the development of a regulatory framework for certification of carbon removals
based on robust and transparent carbon accounting to monitor and verify the authenticity
of carbon removals’ in order to ‘incentivise the uptake of carbon removal and increased
circularity of carbon’ [92]. Already anchored in the current legal framework is the Inno-
vation Fund, which aims at bringing low-carbon technologies to the market. The ‘Fit for
55’ package contains proposals for adapting the EU ETS, which also include provisions
regarding CCU. It now remains to be seen how the legal framework will develop and which
provisions will actually be adopted and in what form.

4.4.2. Certificates for Green Gases

With the amendment of the Renewable Energy Directive (EU) 2018/2001 (RED II), the
scope of guarantees of origin (GO) is extended to renewable gases (including hydrogen),
creating new possible verification paths. For sector coupling, the design of the guarantees
of origins transitions when converting from one form of energy to another (conversion) is
of particular relevance. With the RED II, a fundamental change is now emerging. Article 19
of RED II extends the scope of guarantees of origin for gases to biomethane, synthetic gases
and hydrogen (cf. recital 59 RED II).

A uniform European system for guarantees of origin must be established. It must
be possible to serve demand markets quickly and effectively and without great expense.
Producers and suppliers of climate-neutral gases must be able to use the option of indirectly
passing on proof of origin and sustainability information to end consumers and thus
generate additional value. To this end, a standardised European guarantee of origin system
for these gases should be introduced quickly.

Pursuant to Article 15(1) RED I, guarantees of origin for electricity, heating and
cooling produced from renewable energy sources were introduced. Now Article 19(1) RED
II extends the system of guarantees of origin to other forms of energy from renewable
energy sources.

According to Article 19(1) RED II, guarantees of origin are (electronic) documents
that serve as proof of the amount or share of renewable energy in the energy mix of an
energy supplier vis-a-vis the end customer. According to Article 19(7) RED II, guarantees
of origin contain, among other things, at least information on the energy source, the form
of energy, namely electricity, gas, heating or cooling. They are also tradable throughout
Europe and can be transferred and invalidated independently of the physical delivery of
the energy quantity concerned. Article 19 RED II extends this system of guarantees of
origin to renewable gases. According to Article 19(7) lit. b ii RED II, guarantees of origin
for renewable gases, including hydrogen, shall now also be explicitly possible. This means
that, according to recital 59 RED II, the aim is to achieve uniform verification of the origin of
gas from renewable energy sources and more intensive cross-border trade in such gas [93].

While guarantees of origin have so far been established primarily in the electricity
sector for the purpose of providing transparent and reliable information to consumers in
order to exclude double marketing of ecological properties, comprehensive GOs introduced
across sectors can potentially pursue more diverse goals. The information provided by
a GO can be the basis for statistical purposes, for accelerating the market integration of
renewable energies and for steering or incentivising policy measures (for example, meeting
quotas). More precisely defined interfaces of GOs to European emissions trading are
also necessary. The complexity of a future cross-sectoral verification system poses new
challenges for market and regulatory actors. On the other hand, there are far-reaching
opportunities in the form of new differentiation and marketing possibilities for suppliers,
new sources of income for renewable energy producers and additional verification options
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for energy consumption in industry, mobility and the building sector. GOs can thus play an
important role as an instrument in the operational implementation of the energy transition.

A uniform European system for proof of origin and GHG intensity is the most impor-
tant prerequisite for cross-border trade in renewable and decarbonised gases.

Another big question is how an ‘electricity guarantee of origin’ can be converted into
a ‘gas guarantee of origin’. This means whether and in what form energy conversions are
accompanied by corresponding conversions of guarantees of origin which has far-reaching
implications for the issuing and use of GOs [94].

For conversion processes, there are no specific regulations in RED II on how to deal
with these conversions. More specific regulations are to be made in this regard in the
revision process of EN 16325 as to whether and under what conditions a transfer of the
green attribute can take place during conversion from one form of energy to another [95].

In any case, it should be avoided that the property ‘renewable energy’ is marketed
twice. Double marketing defines the multiple sale of the renewable energy property
to different consumers. This could be done by devaluing GOs for energy inputs (e.g.,
electricity) and issuing ‘conversion” GOs for energy outputs (e.g., gas). The auxiliary energy
input for conversion processes must be taken into account. ‘Conversions GOs’ may be
particularly necessary for Power-to-X applications such as the conversion of electricity
(grid supply) into hydrogen, liquid fuels and heating or cooling [94].

Other conversion options exist in the conversion of gases and liquid fuels to electricity
or in the combustion of gases and liquid fuels for heat and cold generation. Furthermore,
GO conversions could occur during the methanation of hydrogen, provided that separate
GO systems for hydrogen and other gases are permanently established. In contrast, the
initial issuance of GOs in direct conversion, such as wind turbines and electrolysers for the
production of hydrogen, only takes place after the conversion process, which means that
GO conversion is not necessary [94].

A more difficult question is whether conversion of GO is sufficient to ‘inherit’ the
renewable property when energy is purchased from the grid to produce another form of
energy, such as electricity purchased from the public grid for use in an electrolyser. In the
transport sector, the RED II goals provide for additional requirements as a prerequisite for
creditability of the renewable energy property that electricity purchased from the grid must
fulfil. The documentation of these requirements currently goes beyond the scope of GOs,
since according to Article 19 of RED II they initially only serve to inform consumers. A
function with regard to the fulfilment of renewable energy expansion targets is not currently
envisaged. In principle, however, it is also possible to expand the purpose of GOs and to
impose different requirements on GOs for different verification purposes. For example,
one could define which properties a GO must have in order to enable the inheritance of
renewable properties through GO conversion when energy is purchased from the grid.

Another problem or challenge is grid and storage losses and how to handle them. So
far, losses that occur during intermediate storage and transport of energy are not taken into
account when issuing and invalidating GOs. Losses in this case are implicitly covered by
untracked energy volumes. As the share of renewable energy generation covered by GO in
the energy system increases, a uniform regime for dealing with losses also becomes more
important [96].

Expanding the GO system brings issues such as the design of GOs for gases with
regard to the qualitative information content as well as corresponding labelling regulations
and residual mix calculations, as they are currently common in the electricity sector. Fur-
thermore, it is unclear how the mixing of gases (especially the admixture of hydrogen to
biomethane in the gas grid) or the grid and storage losses as well as the interfaces between
GOs and existing verification systems, such as sustainability certificates for biomass or
mass balancing systems for biomethane, are to be handled. It also needs to be clarified
whether the conversion of GO is sufficient to ‘inherit” the renewable property when energy
is drawn from the grid to produce another form of energy, such as electricity drawn from
the public grid for use in an electrolyser.
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Although the expansion of the scope of GO systems creates additional technical and
administrative effort in the short to medium term, new potential uses also arise in the area of
environmental accounting for the various actors in the electricity, heat and transport sectors.

5. Conclusions and Outlook

The comparison between the process simulations performed in Aspen Plus® and
the experiments in the field revealed high variations in the partial conversion rate for
the geo-methanation taking place in the underground gas reservoir. Independent of the
achieved conversion rate, a gas upgrading system such as a reverse-selective membrane
unit is required for a basic scenario to achieve the specifications of the Austrian gas grid for
injection (OVGW G B210). For cases with an increased amount of hydrogen to be stored
and converted seasonally, the gas upgrading system needs to be extended, as with a single
membrane unit the specifications cannot be met (e.g., by implementing a surface catalytic
post-methanation).

The techno-economic assessment has shown that the production costs of geo-methane
with a USC plant can be, under certain conditions (i.e., advance process configuration
or comparatively large plant), similar or lower than the costs of SNG produced with a
conventional aboveground methanation plant.

However, it must be taken into account that in order to produce geomethane with
a USC plant, according to current knowledge, large quantities of carrier gas are required
by the process and must be stored simultaneously with the hydrogen and CO, used for
underground methanation. Therefore, the USC technology is particularly suitable when
large quantities of gas have to be stored already. This commonly occurs for reasons of
system relevance or supply security. As an additional benefit of this storage process,
geomethane can be produced from renewable hydrogen and CO,, thus contributing to the
achievement of climate targets.

The greenhouse gas assessment also shows that geomethane produced in a USC plant
leads to greenhouse gas savings compared to fossil natural gas and synthetic natural gas
produced by using Hj from electrolysis driven by an EU28 electricity grid mix. Apply-
ing renewable electricity and aiming at a low backflow rate in order to reduce needed
compressing capacity are prerequisites to achieve a favourable GHG-performance.

While the ETS regime sets incentives for CCS by providing exemptions of having to
surrender of ETS allowances, CCU is not equally incentivised. Except for the possibility
of deduction from the plant’s emissions for transferred CO, used to produce precipitated
calcium carbonate, CCU is not rewarded in a comparable way in the ETS regime. It must be
noted, however, that a far-reaching exemption from the obligation to surrender certificates
would be fraught with many legal and technical problems and uncertainties. In any case,
clear CO, accounting rules and a life cycle analysis are required for a proper integration of
CCU into the ETS regime.

In the field of green gas certification, there is no uniform European classification
(terminology) for climate-neutral gases throughout the EU. The introduction of a uniform
European system for guarantees of origin for gases is necessary. Nevertheless. there are, of
course, also some challenges in expanding the GO system; for example, if it is extended
to other forms of energy. However, additional issues exist concerning the design of GOs
for gases with regard to the quality or furthermore, how the mixing of gases (admixture of
hydrogen to biomethane) is to be handled when feeding-in to the gas grid. It also needs to
be clarified whether the conversion of GO is sufficient to ‘inherit’ the renewable property
when energy is drawn from the grid to produce another form of energy.

Uniform green gas certification within Europe is necessary, but certainly brings some
challenges.
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Abstract: To solve the challenge of decarbonizing the transport sector, a broad variety of alternative
fuels based on different concepts, including Power-to-Gas and Power-to-Liquid, and propulsion
systems, have been developed. The current research landscape is investigating either a selection of
fuel options or a selection of criteria, a comprehensive overview is missing so far. This study aims
to close this gap by providing a holistic analysis of existing fuel and drivetrain options, spanning
production to utilization. For this purpose, a case study for Germany is performed considering
different vehicle classes in road, rail, inland waterway, and air transport. The evaluated criteria on
the production side include technical maturity, costs, as well as environmental impacts, whereas, on
the utilization side, possible blending with existing fossil fuels and the satisfaction of the required
mission ranges are evaluated. Overall, the fuels and propulsion systems, Methanol-to-Gasoline,
Fischer-Tropsch diesel and kerosene, hydrogen, battery-electric propulsion, HVO, DME, and natural
gas are identified as promising future options. All of these promising fuels could reach near-zero
greenhouse gas emissions bounded to some mandatory preconditions. However, the current research
landscape is characterized by high insecurity with regard to fuel costs, depending on the predicted
range and length of value chains.

Keywords: Power-to-Gas; Power-to-Liquid; hydrogen; transport; future mobility concepts; LCA;
environmental impacts; synthetic fuels; synthetic natural gas; technology readiness level

1. Introduction

Anthropogenic climate change requires a comprehensive structural change in the
energy sector to be enacted [1]. With the Paris climate conference in 2015, a limit for
global warming was set to a maximum of 2 K and 1.5 K compared to the pre-industrial
period [2]. The annual increase in greenhouse gas emissions resulting from rising energy
consumption and a growing world population also requires rapid and targeted actions.
In Germany, for instance, greenhouse gases in the energy and industrial sectors were
reduced by 45% and 34%, respectively, compared to 1990 [3]. In contrast, greenhouse
gas emissions of the transport sector stay at the same level as 1990 despite increasing
levels of engine efficiencies [3]. In order to reach the goals in the transport sector, several
alternative fuels have been researched and developed in recent years, all with different
properties and technical maturity. Current literature either assesses single fuels or only
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single criteria of these fuels like technical maturity of fuel production [4,5], net production
cost [6], import [7], well-to-wheel efficiencies [8], or environmental impacts [9,10]. The
literature lacks a holistic analysis considering all criteria, spanning from production to
utilization, and all fuel and drivetrain options. This review aims to connect all information
of different fuel and drivetrain options, elaborate on the advantages and disadvantages
and identify the most promising fuels for specific applications in the transport sector. For
this purpose, it classifies different fuels and drivetrain options for road, rail, air, and inland
waterway transport in terms of technical maturity, costs, and environmental impacts. For
the three mentioned fields, different criteria will be defined and subsequently analyzed and
discussed based on existing literature. The chosen criteria will be explained in Section 2
in detail.

Figure 1 provides an overview of fuel pathways. The pathways are subdivided into
primary fuels, conversion, fuels, and drive systems. This work focuses on alternative fuels
from RE sources, seen on the top right-hand side of Figure 1. These fuels are subdivided
into synthetic fuels obtained using renewable electricity, also known as the Power-to-
Fuel, Power-to-Gas or Power-to-Liquid (PtL) concepts, and biomass-based fuels. The
latter is subdivided into conventional biofuels such as fatty acid methyl esters (FAMEs)
or hydrotreated vegetable oil (HVO) derived from feed crops or advanced biofuels from
lignocellulose [11]. Electricity-based fuels are further subdivided into methanol and higher
alcohols, ethers such as oxymethylene ether (OME), and hydrocarbons like synthetic
gasoline and diesel [4]. Starting from biomass and renewable electricity as resources,
different pathways may lead to the same product fuel. One example is the production of
methane from biomass via fermentation and subsequently biogas upgrading, as described
in [12], or synthetic electricity-based production via the PtG pathway [13]. The produced
fuels are then used in different propulsion systems which are subdivided into electric
and internal combustion powertrains. Internal combustion drivetrains are operated with
liquid or gaseous fuels, whereas electric engines utilize electricity, which is either stored
in batteries or converted from an energy carrier such as hydrogen by means of a fuel
cell (see Figure 1). A combination of electric and internal combustion powertrains, as in
hybrid-electric vehicles, is also common.
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Figure 1. Overview of alternative fuel pathways. Source: Own elaboration based on Bruchof [14].
LPG: Liquified petroleum gas, LNG: Liquefied natural gas, CNG: Compressed natural gas, SNG:
Synthetic natural gas, BNG: Bio natural gas, FT: Fischer-Tropsch, FAME: Fatty acid methyl ester,
HVO: Hydrotreated vegetable oils, OME: Oxymethylene ether, DME: Dimethyl ether, FCEV: Fuel
cell-electric vehicle, BEV: Battery—electric vehicle, HEV: Hybrid-electric vehicle, PHEV: Plug-in
hybrid-electric vehicle.

2. Materials and Methods

In this work, alternative fuels are investigated on the production side, as well as on the
application site. Additionally, the environmental impacts of promising fuels are discussed.
The production side is assessed with respect to the technical maturity of fuel production
and fuel production costs, considering domestic production as well as imports. Technical
maturity is assessed via technology readiness level, which is described in detail in the next
section. The application side is analyzed in terms of potential mission ranges using the
fuels in different vehicles and the reduction in their possibilities. For this purpose, the

149



Energies 2022, 15, 1443

potential mission ranges of different vehicles are analyzed for Germany as a case study. The
achievable mission range of the fuels used in propulsion systems depends on tank-to-wheel
(TtW) efficiency, the consumption, the amount of saved fuel compared to a conventional
drivetrain, and the fuel’s heating value. The criteria TtW efficiency and heating value are
used in this work to assess the possible mission range of different fuel applications. TtW
efficiencies are employed instead of maximum efficiencies for assessing the fuels, as the
efficiency—-load curves of the different drivetrains vary quite significantly and the load
demand of different vehicle classes may also vary.

2.1. Technology Readiness Level

The technology readiness level (TLR) concept was primarily developed by the Na-
tional Aeronautics and Space Administration (NASA) [15]. In the meantime, the United
States Department of Defense [16], the European Space Agency [17], and the European
Commission [18] adapted the method. The European Space Agency employs ISO standard
16290 Space systems—Definition of the Technology Readiness Levels (TRLs) and their
criteria assessment [19]. The European Commission has also developed guidance for the
application of TRL to RE technologies [20]. Table 1 lists the TRL definitions according to
Rose et al. [20]. It is also noteworthy that the Joint Research Centre (JRC) expanded the
TRL assessment to a commercial readiness level (CRL) [5], which was developed by the
Australian Renewable Energy Agency [21] and takes into account the fact that high TRLs
among particular technologies do not automatically result in market adoption, e.g., due to
excessively high capital costs or regulatory burdens [5].

Table 1. TRL definitions.

—
=
=

Definition

Identification of new concept, applications, and barriers

Definition of application, consideration of interfaces, and commercial offer
Proof of concept prototype ready: concept is laboratory tested
Integrated small-scale prototype with auxiliary systems laboratory validated
Large-scale prototype completed with auxiliaries, refined commercial assessment
Technology pilot demonstrated in relevant environment, manufacturing strategy defined
Pilot demonstrated in operational environment, manufacturing approach demonstrated
Technology in its final form, low-rate production
System fully operational and ready for commercialization
Notes. Source: Rose et al. [20].

O 0NN Ul WN -

2.2. Identification of Required Mission Ranges for Different Means of Transport

The required mission range for road transport in Germany was analyzed using a
dataset from the Federal Ministry of Transport and Digital Infrastructure (BMVI) [22]. The
BMVI [22] determined, amongst other variables, the daily driven distances of the following
vehicle classes: passenger cars, light duty vehicles, motorcycles, coaches, trucks, articulated
trucks, other tractors, other motor vehicles, and agricultural tractors, via a survey in 2010.
Even though the dataset is from 2010, it is the only currently available source containing
the daily driven distance for all road transport vehicle classes in the necessary accuracy.
Comparable is only the study series “Mobilitdt in Deutschland”, which was performed
for the years 2002, 2008, and 2017 [23]. However, it only contains information about the
vehicle class passenger car. Yet it shows that the following used daily driven distance is, at
least for passenger cars, mostly constant from 2002 to 2017. The daily driven distance for
passenger cars per person was 37 km in 2002 and 39 km in 2017 with a constant occupancy
of 1.5 persons per car [23]. For other vehicle classes, other statistics from the BMVI [24]
show, that driven distance will change slightly. For example, the average transport distance
from trucks was 89 km in 2002 and 93 km in 2017. The explained literature justifies the use
of the 2010 survey from the BMVI.

Figure 2 shows the mission range distribution of different means of transport based
on the BMVI survey from 2010 [22]. To create the different distribution curves, the daily
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Number of vehicles in %

driven distance samples for each vehicle class from the dataset were assigned to 10 km
classes in the range of 0 to 2500 km, normalized with the absolute number of samples,
and summed up for each 10 km class, starting at 0 km. Daily mileage values of 0 km
were ignored during this analysis. As an example, a Tesla Model S with a WLTP mission
range of 610 km [25] would be able to cover 99.4% of all daily distances from passenger
cars (see Figure 2). Figure 2 illustrates the high required mission range for articulated
trucks, coaches, and other trucks. Public urban buses are not covered in the analyzed
dataset, but probably require low daily ranges, as they mostly operate in urban areas.
Trucks are operated as either rigid trucks without an attached trailer or trailer trucks with
an attached trailer. Analyzing the dataset of Breuer et al. [26], which was published in
the article by Breuer et al. [27] indicates that trailer trucks mostly operate on highways,
similar to articulated trucks, whereas rigid trucks operate in urban areas. Considering
this finding while investigating the results presented in Figure 2, leads to the conclusion
that the curve of rigid trucks is most likely on the left-hand side of the corresponding one
from all trucks, whereas the curve from trailer trucks is on the right-hand side. As a result,
trailer trucks probably require drive systems with higher mission ranges and rigid trucks
systems with lower ones. As can be seen in Figure 2, the road transport classes of light duty
vehicles, passenger cars, motorcycles, other tractors, and agricultural tractors all have low
requirements in the case of achievable mission ranges.

600 800 1000 1200
Daily mileage in km

Passenger cars Light duty vehicles —— Articulated trucks
Motorcycles Trucks Coaches
— = QOther tractors Other motor vehicles - === Agricultural tractors

Figure 2. Range distribution of daily driven distances of the vehicle classes passenger cars, light duty
vehicles, motorcycles, coaches, trucks, articulated trucks, other tractors, other motor vehicles, and
agricultural tractors. Source: Own analysis based on [22].

McKinsey & Company [28] analyzed global air transport in terms of CO, emissions
considering the different aircraft classes of commuter, regional, short-range, medium-,
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and long-range aircraft, as well as different mission ranges. Deviating required mission
ranges from the results from McKinsey & Company [28] leads to maximum mission ranges
of up to 500 km for commuter, 2000 km for regional, 4500 km for short-range, and over
10,000 km for medium- and long-range aircraft. Commuter and regional aircraft have a
lower required mission range, short-range aircraft with 4500 km having a higher mission
range, and medium- and long-range aircraft with >10,000 km having the highest required
mission ranges. The global fleet consists of 4% commuter aircraft, 13% regional aircraft,
53% short-range aircraft, and 30% medium- and long-range aircraft. Aircraft require fuel
with high gravimetric and volumetric densities, as well as high powertrain efficiencies.

Rail transport in Germany is mostly electrified in terms of transport performance. As
of 2019, 53% of all rail sections were equipped with overhead catenary lines [29]. In the
case of transport performance, in 2019, long-distance rail passenger transport totaled 99%,
regional rail transport 79%, and rail freight transport 87% electric operation [29]. This leads
to the conclusion that non-electric operation with diesel is mostly used in sections with low
transport performances. Alternative fuels might be a more economical solution compared
to overhead catenary lines. A high gravimetric energy density of a possible fuel seems to be
more important for rail transport than a high volumetric energy density, as the maximum
load in each rail section is limited. Rail sections in Germany are divided into different track
classes defined by DIN EN 15528, which limits the maximum weight of operating trains to
between 6.4 t/m and 8 t/m [30].

Inland waterway transport is subdivided into freight and passenger transport. Freight
transport is separated into the ship classes of cargo barges, liquid cargo barges, pushed
barges, and pushed tankers, with the latter two being operated by pusher boats. Passenger
transport primarily takes place using day trip and cabin vessels. In addition to these, small
watercraft like sporting boats are used on inland waterways.

Figure 3 shows the share of transport performance (tkm) and volume of transport
(t), as well as the average trip distance of different distance classes for inland waterway
freight transport in Germany in 2016, based on data from the Federal Statistical Office
(Destatis). This covers the ship classes of cargo barges, liquid cargo barges, pushed barges,
and pushed tankers. As can be seen in Figure 3, 42% of freight transport ships fall into
the distance class of >500 km per trip, with an average trip distance of 627 km. In the
case of volume of transport (t), the value is 17% lower, because this value does not cover
the traveled distance. In the case of transport performance, only 11% would be covered
with a mission range of 100 km, whereas 89% require a mission range of >100 km. The
consumed fuel is proportional to transport performance or the distance traveled, and less to
the weight of transported goods. Unfortunately, the distance class of >500 km is not defined
in greater detail. Destatis also provides transport performance and transported good data
for the different ship classes. Based on Destatis data, the average trip distances for cargo
barges, liquid cargo barges, and pushers were calculated to be 296 km, 225 km, and 158 km
with transport performances of 34 bn tkm, 11 bn tkm, and 7 bn tkm. These average trip
distances are not classified for distance classes as in Figure 3, and therefore may appear
smaller. Pusher boats seem to operate over shorter distances, liquid cargo barges with 225
km over medium trip distances, and cargo barges over longer ones. However, the transport
performance of cargo barges is about five times larger than that of pusher boats and three
times greater than the transport performance of liquid cargo barges.
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Figure 3. Share of transport performance (tkm) and volume of transport (t), as well as the average
trip distance of different distance classes for inland waterway freight transport in Germany in 2016.
Source: Own elaboration based on [31,32].

Similar to rail transport, gravimetric energy density seems to be more important
for inland waterway transport, as increasing the weight would also increase the energy
consumption. Based on Figure 3, inland waterway freight transport is classified as a sector
with a higher required mission range. Compressed natural gas (CNG) is more attractive
for pusher boats due to their smaller sizes and lower daily distances [33]. In the case of
inland waterway passenger transport, energy density and mission range for small craft
like sport boats and ferries appear to be less important, whereas for cabin vessels, mission
range could be a more important criterion.

In this section, the methodology of this work was explained. First, the technology
readiness level was explained as the basis for a technological assessment. Furthermore,
mission ranges of the different vehicles classes in road, air, rail, and inland waterway
transport were analyzed and identified in the framework of the methodology. The analysis
showed, that requirements on the drive systems and subsequently the fuel vary strongly
even inside of each of the four sectors.

3. Potential, Technical Maturity, and Costs of Alternative Fuel Production

As outlined in the introduction, renewable alternative fuels are divided into biomass-
and electricity-based ones. Both fuel pathways will be discussed in this section. First,
the capacity of biomass-based fuels to cover energy demand in the transport sector in
Germany is discussed. Second, the technical maturities of the different fuel pathways will
be investigated.

3.1. Potential of Biomass-Based Alternative Fuels

Studies such as those by Robinius et al. [34] show that in order to reduce CO, emissions
in Germany by 80% or 95% by 2050 against 1990 levels, CO, emissions from the transport
sector must be reduced by 76% or 100% from 2020 to 2050. In the case of the 95% target, a
complete abandonment of fossil fuels in the transport sector is essential. The Germany-wide
potential of biomass is not sufficient to fully cover this demand. Electricity-based fuels
can be produced locally or imported to close the gap [34]. Indeed, the global potential of
wind and solar energy is already more than sufficient to meet global energy demand [35].
According to this concept, hydrogen can be produced in advantageous regions with high
wind and/or solar energy potential. Studies by the Hydrogen Council, for instance, forecast
a price of EUR 1.4-2.3/kgp in 2030 [36,37], with further current and future expected prices
being discussed in Section 3.3.2 Review of Total Costs below. The following discussion of
biomass potential reveals that electricity-based fuels are vital, in addition to biomass-based
ones. Therefore, a selection of electricity-based fuels within their category, regardless of the
achievable price of biomass-based fuels, is necessary.
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Biofuels are subdivided into conventional and advanced types. Conventional biofuels
contain the first-generation biofuels ethanol and biodiesel from eatable crops, whereas
advanced biofuels constitute the second-, third-, and fourth-generation forms. These fuels
are obtained from nonfood, sustainably-grown feedstocks, and agricultural wastes. The
second-generation biofuels also encompass fuels from cellulosic biomass, whereas the third-
and fourth-generation ones contain fuels from both natural and genetically-engineered
algae biomass [11]. According to Ziolkowska [11], the latter are based on algae biomass
at demonstration level (TRL 4-5), whereas the first generation is well-established in the
market (TRL 9) and the second (TRL 9) is gaining increasing market shares.

The viewpoint on biofuels in EU countries changed with the introduction of RED II in
2018. Since then, biofuels, which are not based on food or feed crops, are promoted with
increased credibility for the national targets of RE usage in transport. Furthermore, targets
to achieve specific shares of advanced biofuels and renewable electricity ones are binding,
whereas the targets for food-based fuels are optional [38]. RED II also limited the share
of food and feed crops in EU countries as a function of total energy consumption in the
transport sector to 7% of energy consumption from road and rail transport in 2020. The
possibility of member states voluntarily reducing this threshold is ambiguous. Furthermore,
the threshold must be reduced to 0% by 2030, with the exception of feedstocks with certified
low risks for Indirect Land Use Change (ILUC) [39]. According to the EU legislation,
conventionally-produced biofuels are not regarded as an option for mass application in the
transport sector.

The production pathway of a fuel is essential for the assessment of its ILUC risk. Both
of the most common biofuels, namely FAME and HVO, can have a high or low ILUC risk,
depending on their feedstock. Feedstocks that are produced by means of BtL processes
from residue or waste oil are noncritical with respect to their ILUC risk. However, FAME
or HVO obtained from vegetable oil are ILUC-critical [40]. The European Commission
published a report [41] assessing global increases in ILUC areas devastating plants while
maintaining large quantities of carbon stock and biodiversity. The report indicates that
harvesting areas of biofuel feedstock plants increased globally by 2.3% for maize, 1.2%
for sugar beets, 4.0% for palm oil and 3.0% for soya beans between 2008 and 2016. These
growths rates are not only related to increased biofuel production but other factors as
well. Further valuations can be noted in the report [41]. The European Commission [42]
published criteria to identify resources with high and low ILUC risks. These criteria identify
palm oil as a resource with a high ILUC risk. The status quo of the JRC Biofuel Program in
2014 and other earlier published literature regarding feedstocks for biofuels like ethanol
or FAME did not take into account ILUC or other issues such as conflict affecting food
production as a limiting factor for fuel and decarbonization strategies [40].

As an interim conclusion, it can be stated that biofuels possess an ambivalent position-
ing in the field of alternative fuels. Furthermore, resources for biofuels vary significantly
across different locations and are limited to a greater extent than electricity-based fuels.
Thus, the following section discusses the biomass potential for the case of Germany.

In 2017, 1668 PJ of diesel, 791 PJ of gasoline, and 428 PJ of jet fuel were consumed in
Germany, according to the Mineralol Wirtschafts Verband e.V. (MWYV) [43]. Additionally,
81 PJ of biodiesel, 0.04 PJ of vegetable oils, 31 P] of ethanol, 2 PJ of biomethane, 43 PJ of
electricity, and 6 PJ of natural gas were consumed within the country’s transport sector
in 2018/2019 [24,44]. Based on data from the Federal Office for Agriculture and Food
(BLE) [45], Fehrenbach [46] concluded that the 81 PJ of biodiesel consisted of 27.5 PJ
produced in Germany, with 19 PJ imported as palm oil biodiesel, 31.5 PJ coming from
waste oils, and 1.6 PJ from grain straw and industrial waste. Peters et al. [12] reviewed
the potential of biofuels. Based on data from Billig et al. [47], Peters et al. [12] state that
270 PJ of methane could be directly produced by biogas plants in Germany in 2050. If the
biogas plant-generated CO, is combined with renewable hydrogen, an additional value
of 205 PJ can be achieved [47]. The maximum amount of methane produced from this
concept in 2050 is estimated to be 750 PJ, also drawing on CO, from the cement industry
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and combining it with renewable hydrogen, alongside the mentioned sources [47]. In
their calculated scenario, Billig et al. [47] assume a 100% waste stream feedstock for biogas
plants in 2050 based on the 15.9-20.5 Mt (dry matter) of unused biomass in Germany
identified by Brosowski et al. [48]. According to Brosowski et al. [49], the biomass potential
of agricultural byproducts in Germany is 17.6 Mt (dry matter), comprising 52% manure and
48% grain straw. Municipal waste biomass potential is about 0.3 Mt [49]. Technical biomass
potential is 141 PJ for grain straw, 70 PJ for manure, and ~4 PJ for municipal waste [49].
Between the 270 PJ calculated by Peters et al. [12] based on Billig et al. [47] and the 218 PJ
of Brosowski et al. [49] is a gap of 52 PJ that may result in different conversion efficiencies.
Fehrenbach [46] calculated a potential unused biomass quantity of 250 PJ based on data
from Fehrenbach et al. [50] and combined it with an efficiency of 50%, leading to a biofuel
potential of 130 PJ. Comparing the 130-270 PJ of the three mentioned sources [12,46,49]
with the transport sector’s fossil energy demand of 2887 PJ [43] (excluding renewables,
electricity, and natural gas) leads to a biomass potential of 4.5-9.4%. This value will rise to
26% (750 PJ) by upgrading CO; from biogas plants and the cement industry, as described
in Billig et al. [47]. The RED II limits will reduce the palm oil biodiesel share to 0% in
2030 [46]. Fehrenbach [46] mentioned that the RED II limits will not resolve the ILUC
risk issues with biofuels. Other resources that are not classified as having a high ILUC
risk according to the European Commission [42] could replace palm oil [46]. The phase-
out of palm oil could prompt a boost in rapeseed production, which will then produce
further ILUC effects [46]. As noted earlier, the palm oil-based biodiesel share of total
biodiesel is about 23%. The potential of first-generation, conventional biomass-based
fuels” potential to satisfy transport sector energy demand is low [51,52]. Furthermore,
their sustainability and macroeconomic benefit due to conflicts regarding land use for
growing food, as discussed above, is questionable [51]. Assuming that conventional biofuels
will drop to 0% after 2030 and advanced biofuels such as biogas methane will replace
them, the calculated biomass potentials shares on total transport sector energy demand
will be reduced to 0.6-5.5% (18-158 PJ) and a maximum of 22.1% (638 PJ). This share is
increasable by importing biomass from other countries. In terms of biofuel imports, the
current literature reveals uncertainty and concerns regarding large quantities of sustainably-
produced sources [51,53,54]. With respect to land use efficiency, biofuels are, with a
difference by a factor of up to 1000, significantly lower than e-fuels [53].

In its 2011 Technology Roadmap, the International Energy Agency (IEA) forecasts a
marked increase in the importance of biofuels [55]. It is stated that a total global energy
demand of the transport sector, including road, aviation, and shipping, of 116 EJ in 2050,
could be satisfied using 32 EJ biofuels (27.5%), equivalent to around 100 Megahectares (Mha)
of land used for feedstock. Comparing this area with the EU’s use of cropland, totaling
97 Mha in 2015 [56], underscores the pressing need for acreage for the high penetration of
biofuels, in accordance with the IEA Roadmap for Biofuels.

3.2. TRL of Fuel Production Pathways

In this section, the technical maturity of fuel production pathways is discussed using
TRL as a performance indicator. The TRL assessment of alternative fuel production path-
ways is illustrated in Figure 4. The striped areas represent ranges that are either caused by
different process pathways or different TRL assessments. The literature sources are listed in
Table Alin Appendix A. The TRL evaluation of the fuel pathways in Figure 4 is divided into
synthetic production from CO, and renewable electricity, conventional biofuel production,
and advanced biofuel production. As noted in the previous section, conventional biofuels
include fuels from edible crops, whereas advanced biofuels encompass those from nonfood,
sustainably-grown feedstocks, and agricultural wastes.

155



Energies 2022, 15, 1443

H2*

Synthetic kerosene
SLNG/LBM
SNG/CBM
Octanol

OME3-5

OME1

DME

Butanol

Ethanol

Methanol
Synthetic gasoline
Syndiesel

FAME

HVO

o
—_
N
w

. R R R R R R R

4 5 6 7 8
Technology readiness level

©

m Synthetic production from CO2 and hydrogen = Advanced biofuel production** = Conventional biofuel production

Figure 4. TRL of alternative fuels from synthetic production from hydrogen and renewable electricity,
conventional biofuel production, and advanced biofuel production. Source: Own elaboration based
on literature. The literature sources are listed in Table Al. * Production from renewable electricity.
** If manure, sludge or waste is used for conventional biofuel production processes, the product will
be classified as advanced biofuel. These pathways are not covered by advanced biofuel production in
this diagram. SLNG: Synthetic liquefied natural gas, LBM: Liquefied biomethane, SNG: Synthetic
natural gas, CBM: Compressed biomethane, OME: Oxymethylene ether, DME: Dimethyl ether, FAME:

Fatty acid methyl ester, HVO: Hydrotreated vegetable oils.

Hydrogen can be produced from upgraded biogas from municipal organic waste,
wet manure, sewage sludge, maize, or double cropping with a TRL of 9 [5]. Production
from municipal organic waste, wet manure, and sewage sludge would via definition count
as advanced biofuel production, but because the process is equal to the one for maize, it
is illustrated as conventional biofuel production in Figure 4. Alternatively, hydrogen is
produced from farmed wood via gasification with a TRL of 8 as advanced biofuel from
renewable electricity with TRL 9 [5]. However, the high TRL assessment of the hydrogen
production from renewable electricity originates in using an alkaline electrolyzer. The
production of hydrogen via the polymer electrolyte membrane electrolysis also has a high

TRL of 9, while the production via the solid oxide electrolysis cell has a TRL of 67 [57].

Synthetic kerosene includes all fuels that are certified by legal ruling ASTM D7566-
20b [58]. In the reviews of Wormslev and Broberg [59], the International Civil Aviation
Organization (ICAO) [60], and Sustainable Aviation [61], emerging sustainable aviation
fuel production plants are presented. Literature references and technical assessments of
all three were, amongst other sources, used to assess the technical maturity of sustainable
alternative aviation fuels in this study. Synthetic Paraffinic Kerosene (SPK) obtained
via the Fischer-Tropsch (FT) process, was evaluated by Schemme et al. [4] as having a
TRL of 6. An alternative pathway utilizes synthetic production, with methanol as an
intermediate product. The production of methanol from CO, and H; was assessed by
Schemme et al. [4] to have a TRL of 9. Schmidt et al. [62] determined that methanol to
olefin conversion and subsequent distillate synthesis could be demonstrated in the 1980s,
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drawing on Tabak et al. [63] and Tabak and Yurchak [64]. Both process steps are essential
to the production of synthetic kerosene from methanol. Ruokonen et al. [65] analyzed
methanol-based pathways to transport fuels and rated them as having a TRL of 8. In turn,
K. Zech et al. [66] evaluated the TRL of methanol-based kerosene as being 7-9. However,
they note that the entire process was never tested but rather single sections of it were tested
on demonstration level. Therefore, the Methanol-to-Kerosene process is determined to
have a TRL of 4. The TRL of biomass-based FT-SPK achieved via gasification and the
FT process, is rated as having a TRL of 9, because Fulcrum [67] and Red Rock [68] have
plants under construction that will have outputs of 30 kt/year and 45 kt/year, respectively.
Another biomass-based fuel is Hydroprocessed Esters and Fatty Acids Synthetic Paraffinic
Kerosene (HEFA-SPK) from bio-oils, animal fat, and recycled oils. The production of
HEFA-SPK is determined to have a TRL of 9, as it is already used as a commercial process
by World Energy Paramount (former AltAir Paramounts LLC) [60] and Neste Oyj [69].
The sustainable aviation fuel Hydroprocessed Fermented Sugars to Synthetic Isoparaffins
(HFS-SIP) is produced via the microbial conversion of sugars to hydrocarbon and is also
produced in a commercial process by Amyris in Brazil [60]. Therefore, the production
of HFS-SIP is rated as having a TRL of 9. Alcohol-to-Jet Synthetic Paraffinic Kerosene
(ATJ-SPK) from agricultural waste products (i.e., stover, grasses, forestry slash, and crop
straws) can either be produced with isobutanol or ethanol as the intermediate product.
LanzaTech [70] operates a pilot plant for ATJ-SPK production, while Ekobenz operates a
commercial plant with a production of 22.5 kt/year [71]. In turn, Lanzatech and Swedish
Biofuels AB have planned plants at the commercial scale for the coming years [72,73].
Catalytic hydrothermolysis synthetic jet fuel (CHJ) from triglyceride-based feedstocks
(plant oils, waste oils, algal oils, soybean oil, jatropha oil, camelina oil, carinata oil, and tung
oil) is evaluated to have a TRL of 67, because ARA and euglena operate a plant on the
demonstration scale [74]. The sustainable aviation fuel High Hydrogen Content Synthetic
Paraffinic Kerosene (HHC-SPK), produced from biologically derived hydrocarbons such as
algae, is assessed as having TRL of 4, because Ishikawajima-Harima Heavy Industries Co.,
Ltd. developed and certified a process that is likely on the laboratory scale [75].

As can be seen in Figure 4, HVO and FAME have both been analyzed to be TRL 9
by Miiller-Langer et al. [76] and Prussi et al. [5]. Advanced or conventional classification
depends on the feedstock. In the case of waste oil or algae as feedstock, the product fuel
constitutes an advanced biofuel. The key process of most synthetic diesel production pro-
cesses is the already-mentioned FT process. Advanced biofuel synthetic diesel is produced
from lignocellulose via pyrolysis (TRL 6 [5,76]), gasification (TRL 8 [5]), or hydrothermal
liquefaction and upgrading (TRL 4 [5]). Synthetic production based on CO; and H; can
either be performed with the reverse-water-gas-shift reaction in between, limiting the
TRL to 6 [4], or with the intermediate product methanol, assessed to have a TRL of 9 [5].
Synthetic gasoline can be either produced via the Methanol-to-Gasoline processes, rated to
have a TRL of 9 by Schemme et al. [4], or as advanced biofuel from lignocellulose, assessed
as having a TRL of 8 by Prussi et al. [5]. Ethanol is produced as a conventional biofuel from
sugar and evaluated with a TRL of 9 by Miiller-Langer et al. [76] and Prussi et al. [5]. The
production as advanced biofuel based on lignocellulose is determined to have a TRL of 7
by Miiller-Langer et al. [76] and of 8 by Prussi et al. [5]. Alternatively, ethanol is produced
utilizing CO, and Hj. This pathway has been assessed by Schemme et al. [4] to have a TRL
of 4. The higher alcohol butanol is produced as a conventional biofuel via fermentation
and with a TRL of 7 according to Prussi et al. [5]. Alternatively, butanol is produced
from CO, and Hj in the framework of the Power-to-Fuel concept with a TRL of 4 [4].
2-octanol has also been produced from lignocellulose on the laboratory scale, according to
Leitner et al. [77]. Therefore, it is evaluated as having a TRL of 3. In the framework of the
PtL concept, octanol is either produced as 1-octanol with a TRL of 1 or as iso-octanol with a
TRL of 4 [4,78]. For the alternative fuels in the ethers category, the production of dimethyl
ether (DME) exhibits the highest technical maturity. The production as advanced biofuel
from lignocellulose is rated as having a TRL of 8 by Prussi et al. [5], whereas production
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from CO; and Hj is determined to have a TRL of 9 by Prussi et al. [5] and Schemme et al. [4].
For longer ether-chains, the technical maturity is lower. Synthetic OMEj3_5 from CO; and
H; can be produced through different pathways with varying technical maturity levels in
the range of a TRL of 4-5 [4,79], whereas OME; production is determined to have a TRL
of 5 [4]. The production of OME; and OMEj3 5 from lignocellulose as advanced biofuel is
assessed as TRL 5 by Prussi et al. [5]. For OMEj_5 synthesis, Prussi et al. [5] assessed the
more mature pathway via OME; and trioxane. The production of methane and liquefied
methane has, in general, a high degree of technical maturity. Using the conventional biofuel
production route, compressed biomethane (CBM) and liquefied biomethane (LBM) are
produced at TRL 9 [5,76]. If a nonfood feedstock such as manure were to be used, the
produced fuel would be assessed as an advanced biofuel, as explained previously. The
potential of this resources is low, and therefore no more specific subdivision is presented
in Figure 4. Synthetic natural gas (SNG) and synthetic liquefied natural gas (SLNG) as
advanced biofuel from lignocelluloses such as straw are produced via gasification with
TRL 7-8 [5,76]. The electricity-based production of SLNG and SNG is rated as TRL 9 by
Prussi et al. [5]. The German car manufacturer Audi AG also operates an SNG plant with a
possible product stream of 200 kg /h [80].

3.3. Costs

According to Germany’s National Hydrogen Strategy [81], the German government
forecasts a demand of 90-110 TWh of green hydrogen in 2030 to meet decarbonization
targets. The hydrogen is envisioned to be used in industry, as well as specific applications
in the transport sectors. Of the total demand for green hydrogen, 14 TWh are planned to be
synthesized in Germany, corresponding to 20 TWh of renewable electricity, mainly from on-
and offshore wind turbines. Accordingly, around 85% of green hydrogen demand must be
imported. [81] In the long term, the imported quantities of green energy carriers are forecast
to rise even higher. The demand of imported green energy carriers in 2050, to be used in all
sectors, is estimated to be 150-900 TWh [82]. However, Merten et al. [83] state that there
is no unanimous opinion regarding import strategies. The authors list arguments against
large amounts of energy imports, such as high RE potential in Germany, overestimation
of RE potential in typical export regions, political instability in export regions, delay of
energy transition in export countries, as well as the necessity of efficiently using excess
German RE energy. In contrast, Pfennig et al. [6] state that a solely national supply of
electricity-based fuels from Germany is not reasonable. This is due to significantly higher
onshore electricity generation costs by around a factor of two in Germany, in comparison
to the North and Baltic Sea areas and the Middle East and North Africa (MENA) region.
This assumption is shared by most studies that optimize future energy systems, taking
into account energy carrier imports from regions with high RE full load hours (FLH),
such as Robinius et al. [34], dena [84]. Therefore, it is likely that a mix of different green
energy carriers will be imported, as is common practice today. [85] Due to the fact that
fuel production will experience fundamental changes independently of the fuel choice and
mix, an overview of the currently described costs of energy carriers that can be utilized
in the transport sector is provided. For the import of energy carriers, additional costs
accrued through transportation arise, which vary between different energy carriers. Before
reviewing production and end user costs, the following section presents an overview of
transportation costs.

3.3.1. Import Costs of Energy Carriers

Perner et al. [85] identify electricity generation costs as being the main cost fac-
tor of electricity-based fuels. Consequently, comparative system analyses like that of
Robinius et al. [34], Fasihi and Breyer [86] determine regions with high RE full load hours
to ensure low energy prices. Worldwide detailed RE generations costs were determined by
Fasihi and Breyer [86] and used for scenario-based import routes by Hank et al. [87]. The
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H2AtlasAfrica [88], funded by the Federal German Ministry of Education and Research,
however, is focusing on hydrogen production from RE sources in West Africa.

Most other studies assume location-specific RE FLH and do not consider interna-
tional locations for production [85,89,90]. Transport costs sum up to a relatively small
share of cross-border prices for fuels, which allow transportation in existing infrastructure.
However, transport costs for different fuel options substantially differ. In particular, if
current infrastructure-compatible PtL fuels are compared for the transport of Hy, new and
costly infrastructure must be installed. In various studies, high H; transport costs have
been found to be economically decisive in favor of H, derivatives such as liquid organic
hydrogen carrier (LOHCs), SNGs, ammonia, or other PtL fuels that offer infrastructure
compatibility [7,91]. The dilemma between costs for the scale-up of transport infrastructure
for Hy and the less efficient process chains of PtL fuels also leads to the question of domestic
Hj production, which could reduce transportation cost efforts and conversion losses before
and after transportation [83].

However, if Hy import is considered, it can be transported in liquid form (LH;), bound
to an LOHC, or as a derivative, such as ammonia, methane, or methanol [7]. H; requires
between 25% and 35% of its initial energy to be liquefied. Liquefied natural gas (LNG) con-
sumes around 10% of its initial energy for liquefaction. The conversion of H; into the deriva-
tive ammonia consumes 7-18% of its initial energy [91]. The conversion back into Hj in high
purity consumes about the same amount of energy again. However, the liquefaction tem-
perature of ammonia is —33 °C and the H; liquefaction temperature is —253 °C, resulting in
lower cooling efforts for ammonia. In the two required steps of exothermal hydrogenation
and endothermal dehydrogenation, between an LOHC and Hj, the processes combined
consume between 35% and 40% of Hj initial energy. Another disadvantage is the necessity
of transporting the dehydrogenated LOHC back to a suitable hydrogenation station. Similar
issues arise for vessels that transport LH,, which must return empty. Furthermore, storing
H; at export and destination terminals is costly. IEA’s The Future of Hydrogen report [91]
provides a detailed overview of the advantages and disadvantages of transporting Hj in
the liquid phase, converted into ammonia or within an LOHC. Schindler [89] determines
the costs of different H, transportation possibilities from Morocco to Germany, which
amounts to a shipping distance of around 3400 km. The costs of liquefaction are assumed
to be 2.6 EURct/kWhgpp 1 Hv. Gaseous hydrogen transportation costs are estimated to
be 1 EURct/MWhgpp 11y /km for pipeline transport and 9.5 EURct/MWhgpp 1rv/km
for transportation by truck. In contrast, costs for the transportation of liquefied hydrogen
are 0.5 EURct/MWhy pp 1 v /km for ship transport and 2.1 EURct/ MWhy pp2 1 v /km by
truck [89]. Kreidelmeyer et al. [92] directly compare the transportation costs for Hy, SNG
and PtL energy carries for an equal distance of 4000 km for 2020. The total transportation
costs split up the energy demand costs for conditioning (e.g., compression or liquefica-
tion), transport energy, and CAPEX, as well as the OPEX of the transport infrastructure.
The calculated transportation cost values refer to the MENA transportation route in Ger-
many and are rated as optimistic, with 2.3 EURct/kWhgng, v for SNG through a 100-bar
pipeline and 3.6 EURct/kWhg 1 yy for Hp, also via a 100 bar pipeline. The estimated
value for unpressurized pipeline-transported PtL energy carriers is 1.5 EURct/kWhpy 11y .
Corresponding pessimistic values are not presented [92]. These values lead to specific
transportation costs of 0.575 EURct/ MWhgng, v /km, 0.9 EURct/MWhyy, iy /km, and
0.475 EURct/MWhpy , v /km for SNG, Hy, and PtL carriers, respectively. Schorn et al. [7]
compare the import costs of the energy carriers H, and methanol for four different favor-
able global trade route locations for renewable electricity production, drawing on baseload
hydrogen prices from the Hydrogen Council [36]. For Germany, an import scenario from
Saudi Arabia via an LH, vessel is determined. The results show that the additional costs
for converting hydrogen into methanol are outbalanced by the significantly lower shipping
cost of methanol, in contrast to liquid hydrogen transport. For the reference year 2030,
import costs for both energy carriers were determined to be 6.5-10.8 EURct/kWhypy,
including production and transport.
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Perner et al. [85] calculated liquid shipping transport costs for LNG for different export
regions, which include the North and Baltic seas, North Africa and the Middle East, and
Iceland, assuming that the liquefaction costs of 0.69 EURct/kWhy NG, ayv in 2020 will re-
duce to 0.61 EURct/kWhj NG, v in 2050. The authors classified these values as optimistic.
Regasification costs are estimated to be 0.15 EURct/kWhy NG, 1y and remain constant
between 2020 and 2050. Including the transport costs from Iceland (a 2300 km maritime
distance to Hamburg), the determined transport cost range is 0.91 EURct/kWh NG, Lav
in 2020 and 0.84 EURct/kWh; ng,Lpy in 2050. Equal considerations for the export re-
gion North Africa (3600 km maritime distance to Hamburg) result in transport costs of
0.96 EURct/kWh NG, gy in 2020 and 0.88 EURct/kWhing,igv in 2050. For the Mid-
dle East region (11,000 km maritime distance to Hamburg), the transport cost values are
1.19 EUR/kWhLNGrLHV in 2020 and 1.12 EUR/kWhLNGrLHV in 2050. Pfennig et al. [6] dif-
ferentiate between the costs for PtL production with different CO, sources that commonly
appear as by-products and CO; that is captured from air (direct air capture—DAC) and LH,
onshore wind and PV hybrid systems. Shipping transportation costs are estimated to be
0.13 EURct/kWhpy 1 py for PtL for import from Morocco (Region of Tarfaya) to Germany.
In the study, different production locations such as Egypt, Somalia, Brazil, and Morocco
were compared, with the latter turning out to be the most cost-competitive. Energy costs
account for a share of 67% of the total costs in the calculation by Pfennig et al. [6]. For LH,
Pfennig et al. [6] calculate transportation costs of 0.27 EURct/kWHp 1, 1v for an equal
shipping transport route. A specific transportation cost value for PtL is determined for an
equal route with 0.13 EURct/kWHpy, 1 v for 2050. Thus, the transport costs of LH; exceed
PtL by a factor of about two.

Merten et al. [83] determine the distance-specific transportation costs of H, vessels
and pipeline transport. The advantages of pipeline transport include high capacity, high
efficiency, and low OPEX. Its disadvantages include high CAPEX and the high transport
quantities that are necessary to refinance investment, which can be economically disad-
vantageous for technology scale-up, starting with low H; production. Vessel transport
offers advantages in the ramp-up phase of H, production through easier scalability and
the meeting requirements of decentralized H, production. Furthermore, longer transport
distances can be covered with lower increases in transport costs [83]. For shorter trans-
portation distances of around 1000 km pipeline, transport is estimated with a cost interval
of 1.0-3.4 EURct/kWhp 1 ;v and vessel transport with 3.0-8.3 EURct/kWhy i1 1 v, with
a cost advantage for pipeline transport. According to the determined correlation, vessel
transport would be advantageous for distances greater than 5000 km. An IEA study [91]
calculates differing break-even transport distances, which are beneficial for vessel transport
for distances higher than 1800 km. For lower transport distances, a gas pipeline would
be the most cost-efficient. The assumed specific transport cost curves are illustrated in
Figure 5. Hank et al. [87] also determine the distance-dependent cost functions, but for up
to 18,000 km.
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Figure 5. Comparative specific transport cost intervals for (a) H, and (b) H,, ammonia, and LOHC
via pipeline and vessel. Source: Own elaboration based on [83,91,93].

The estimated cost assumptions strongly depend on the transported quantities of Hp,
the infrastructure utilization rate, and site-specific features. Robinius [94] already presented
a three-dimensional correlation of Hj costs at the destination depending on mass flow
and transport distance, and cheapest transport type for the distribution purpose, with the
longest transport distance of 500 km, which is therefore inadequate for overseas import
considerations. In this context, it should be mentioned that the commercial readiness
level of LH; via vessels is low. This is underlined by the high spread of cost range for
transport costs, which other studies also conclude [83]. Kawasaki develops a large-scale
vessel based on cargo containment systems (CCS) with a storage capacity of 40,000 m3. The
system’s forerunner was the SUISO FRONTIER, which has a storage capacity of 1250 m?.
Kawasaki announced the development of a 160,000 m>-capacity vessel using four CCS [95].
However, the current TRL cannot be evaluated. A TRL of H; transport via pipelines is rated
higher, with 5000 km of pipelines operated worldwide, with around 400 km in Germany,
2600 km in the U.S., and 600 km in Belgium. The lifetime of H, pipelines varies between
40 and 80 years and their installation requires high investment costs. The rededication
costs of natural gas pipelines to Hy ones are below those of the new installation, and
bypass the problems of acquiring way rights. Ammonia pipelines carry lower CAPEX
and also have high TRL levels, and are therefore a promising transport alternative. For
instance, a 4830 km pipeline is operated in the U.S. and a 2400 km one between Russia and
Ukraine [91]. For all studies, which analyze the Regions of North Africa or Morocco, which
are the most researched areas for synthetic energy carrier production, transportation cost
values were extracted and are summarized in Figure 6. These regions are also advantageous
because transportation is feasible via pipeline and vessel.

As seen in Figure 6, the transportation costs strongly vary for both transport modes;
pipeline and vessel transport. The cost interval for LH; vessel transport reaches from
1.05 EURct/kWhp g2 1 v to 20.9 EURct/kWhy 115 1 v for equal transport distances, which
is a difference of around factor 20. The two cost values of transport via LOHC carrier
are relatively close to each other with 6.6 EURct/kWhy vy and 8.9 EURct/kWhy py. SNG
transportation cost show lower scatter, with 0.16 EURct/kWhygng,Lav being the low-
est and 2.1 EURct/kWhgng,Lpv being the highest value, considering only transportation
cost values. The highest cost value of 2.1 EURct/kWhjsng,1hv includes cost for liquefac-
tion, while the lowest cost value does not. The transportation cost of PtL fuels reveals
the lowest total cost and lowest spread of costs, with a range of 0.02 EURct/kWhy gy
to 0.13 EURct/kWh; iyv for vessel transport, which corresponds to a difference of factor
6.5. The extracted transportation cost values show a clear advantage for especially PtL
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fuels as well as SNG. The discussed cost values represent transport cost values for one
specific region and cannot be transferred to other export regions’ transportation costs. How
transportation costs affect the total cost is discussed in the following section.
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Figure 6. Comparative specific transport cost for Hy, SNG, and PtL fuels for the region of North
Africa/Morocco under mention of used transportation technology, assumed distance, and referred
year of cost value. All cost values refer to lower heating values. Source: Own elaboration based on
(a) [96]; (b) [89]; (c) [83]; (d) [87]; (e) [92]; (f) [55]; () [85]; (h) [6]. PtL: Power-to-Liquid, SNG: Synthetic
natural gas, LOHC: Liquid organic hydrogen carrier.

3.3.2. Review of Total Costs

This section starts with the current prices of different energy carriers and furthermore
aims to provide insight into future energy carrier prices. First, the different production
costs of electricity-based fuels are discussed and compared with biofuel prices. For that,
only production without transport and taxes are considered. Additionally, the boundary
conditions considered in the reviewed articles are similar, so that a comparison is possible.
Second, the review is extended to include transport as well as taxes. Only synthetic
fuels are considered in that part and are classified into Hy, SNG, and PtL fuels, and
domestic production, as well as imports, are considered. The reviewed literature studies
are summarized in Table A2 in Appendix A.

Table 2 presents an overview of the specific domestic production costs of alternative
fuels, including biomass-based fuels, synthetic fuels from PtL processes, and hydrogen, as
well as synthetic methane from CO, and renewable hydrogen. The values are shown in EU-
Rct/kWh and EUR/Lpg. The latter is the specific price for the energy, which represents one
liter of diesel. The lower heating value of diesel is 9.96 kWh/L [97]. Schemme et al. [4] inves-
tigated the costs of synthetic fuels produced in the framework of the PtL concept. Amongst
others, they assume a price of 4.6 EUR/kgpp based on Robinius et al. [98], which is equal to
1.38 EUR/Lpg. Furthermore, Peters et al. [13] calculated the price for synthetic methane, but
assumed CO, costs of 35 EUR/tCO, instead of 70 EUR/tCO, such as Schemme et al. [4].
The recent market prices of the biofuels FAME, HVO, bioethanol, and biomethane are
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88 EURct/Lpg, 73 EURct/Lpg, 112 EURct/Lpg, and 69-72 EURct/Ipg [99,100]. The hy-
drogen price calculated by Robinius et al. [98] is based on an electricity price of 6 EU-
Rct/kWh, and is equal to 69 EURct/ /Ipg. The German consumer electricity price in 2018
was 30.19 EURct/kWh [101], which corresponds to 3.01 EUR/ /Ipg. As is shown in Table 2,
the production of hydrogen, methanol, DME, and MtG is most beneficial from an economic
viewpoint amongst synthetic fuels. The medium price segment of synthetic fuels includes
ethanol, and SNG, as well as FT diesel and gasoline. Of biomass-based fuels, HVO and
biomethane have the lowest prices, whereas the generally lower price of biofuels, compared
to synthetic ones, must be considered. Detz et al. [102] state that learning curves could arise
for the production of synthetic fuels, making them more competitive.

Table 2. Current costs of alternative fuel production.

Source Fuel Cost in EUR/Lpg Cost in EURct/kWh Reference
Hydrogen 1.38 13.85 [98]
o Methanol 1.892 18.97 2 [4]
£ Ethanol 2220 222942 [4]
B Butanol 2.53-2.60 2 25.40-26.10 @ [4]
% Octanol 2.852 28.612 [4]
i) Dimethyl ether 1.852 18.572 [4]
< Oxymethylene ether; 2,642 26.402 [4]
z Oxymethylene ethers 5 3.46-3.96 2 34.74-39.76 @ [4]
é Methanol-to-Gasoline 1.882 18.872 [4]
Fischer-Tropsch- a a

Diesel/Gasolines/Kerosene 2.30 23.09 4]

SNG 2.25P 2259b [13]

@ FAME 0.88 8.85 [99]
< HVO 0.73 7.34 [99]
.g Bioethanol 1.12 11.28 [99]

A Biomethane 0.69-0.72 6.90-7.20 [100]

Electricity 0.60 <-3.01 4 60 ©-30.19 4 [98,101]

Notes. @ 70 EUR/tcop; P 35 EUR/ tcop; © Electricity price renewable 6 EURct/kWh [98]; d Electricity price 2018
Germany 30.19 EURct/kWh [101]. Source: Own elaboration based on [4,13,98,100,101,103]. SNG: Synthetic
natural gas, FAME: Fatty acid methyl ester, HVO: Hydrotreated vegetable oils.

The potential of biofuels, which was outlined above in a separate section, should
be drawn upon as much as possible, because they possess, in general, lower production
costs. This principle applies as long as the ILUC conditions can be met. Additionally
beneficial is the production of HVO and biomethane, as both production pathways are
technically mature (see Figure 4) and carry the lowest production costs (see Table 2).
Amongst electricity-based fuels, the fuels hydrogen, DME, MtG, methanol, and FT diesel
should be preferred on the basis of their lower production costs. The production of ethanol
and synthetic jet fuel is limited by the low TRL of their production pathways (see Figure 4).
The biomass-based production of jet fuel has a higher TRL, and therefore constitutes a
promising alternative. Other alternatives to synthetic jet fuel will be discussed in the
following sections.

After comparing current alternative fuel prices, the future price ranges cited in the
current literature are reviewed in the following, with a focus on synthetic fuels from CO,
and renewable hydrogen. Aside from transportation costs, end user price is decisive
for market penetration, and for this reason, this section presents the results of a review
of the literature regarding the costs that arise across the entire value chain. Tax and
levies (T /L) strongly depend on political objectives, which is why they are subjected to
independent consideration. In order to be able to compare different studies, three dominant
cost levels are drawn on, if available in the literature. These are fuel production costs (PCs),
transport costs (TCs = cross-border price), and third level (including T/L and end user
price). In order to provide an overview of current and future expected costs, ranges with
the lowest and highest specific cost values for 2020, 2030, and 2050 are extracted, which
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aggregate the assumptions concerning the full load hours of RES, with the choice of RE
and electrolysis, CAPEX, OPEX, depreciation rate, process efficiencies, price of CO,, and
water sources, weighted average cost of capital (WACC), as well as the transportation and
distribution costs.

Future Cost Ranges of Hydrogen from Renewable Sources

Figure 7 displays the first results of the conducted literature review, with H, cost
ranges given for the three defined price levels and reference years. With respect to gaseous
Hj, and LH; PC, the differences in Germany (H, domestic) and favorable locations (Hy
import) such as Morocco, Iceland, or the MENA region appear in all analyzed years.
Robinius et al. [34] identify neighboring EU states such as Norway, the UK, and Ireland
with high RE potential and optimized country-specific import prices. Most other studies
have focused on North Africa and the MENA region for energy carrier importation. In
more recent studies, export regions have more widely varied [34]. The already mentioned
H2AtlasAfrica [88] is calculating H, PC in West Africa considering onshore, offshore, and
photovoltaic RE sources. Jensterle et al. [104] identified countries with the highest medium-
and long-term suitability for exporting large quantities of H, with consideration of the
already named conditions, as well as soft factors like governmental interest, availability
of skilled labor, different aspects of security, and the acceptance of the local population.
The countries with the highest suitability for a 2030 perspective are Iceland, Canada, Mo-
rocco, Norway, Tunisia, and Turkey. With regard to 2050, the countries of Egypt, Algeria,
Argentina, Australia, Canada, Kazakhstan, Russia, and Saudi Arabia were identified. If
transportation is neglected, the advantages of higher full load hours in equatorial and
coastal regions come into play, where high wind and PV FLH are ensured and appear
to overweigh the higher capital and transport costs. In 2030, the high TC for hydrogen
(liquefaction effort or gaseous pipeline transport) results in end user cost ranges for im-
ported hydrogen of 15.5-22.8 EURct/kWhgys 1 11y, which are optimistic and pessimistic cost
values for production in the MENA region using wind, as well as PV hybrid systems and
subsequently pipeline transport, as calculated by Kreidelmeyer et al. [92]. The correspond-
ing domestic production cost ranges are optimistic cost values of 16.5 EURct/kWhy 1xv
for the case of onshore wind in Germany. The upper bound of 24.5 EURct/kWhpp 1 gy
corresponds to pessimistic assumptions for offshore wind in the North or Baltic seas [92].
For 2050, the lowest H, PCs were determined by Eichhammer et al. [90] with an Hj cost
of 3.6 EURct/kWhyp 1 v, whereas electrolyzers are supplied with RE in Morocco and
grid connections are not taken into account. The highest regarded PC in favorable regions
was calculated by Pfennig et al. [6] with 10.9 EURct/kWhy o 1 5v for Morocco, including
liquefaction and wind and PV hybrid supply systems.
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Figure 7. Result of the conducted literature review showing the cost ranges of H, and LH, production
in Germany and abroad, the transport costs and taxes/levies. Source: Own elaboration based
on [4,6,34,85,87-90,92,105-109]. All extracted cost values are provided in Figure Al in Appendix A.
H, PC: Hydrogen production costs (domestic or import), Hy PC + TC: Hydrogen import costs,
including transport, Hy PC + TC +T/L: End user prices of hydrogen (domestic and import), including
tax and levies.

The lower bounded value of 9.5 EURct/kWhgp v of the PC range for domestic
production was determined by Perner et al. [110] for offshore wind in the North and
Baltic seas. The highest PC result was for LH, and calculated by Pfennig et al. [6] for
the case of southern Germany, with 21.7 EURct/kWhy o 1pv. For import (PC + TC),
the lowest cross-border price was calculated by Gerhardt et al. [106] for Morocco with
5.3 EURct/kWhyy 1 v and gaseous pipeline transport to Germany (WACC = 6%). A 10%
WACC would increase the cost to 6.5 EURct/kWhyyp 1 gv and liquefied vessel transport to
7.7 EURct/kWhy po 1 1y The highest cross-border price was determined for liquefied Hp
vessel transport from the UK, at 11.8 EURct/kWh;y 112 1y, by Robinius et al. [34] for the case
of onshore wind in coastal regions. For the end user price of Hy, Kreidelmeyer et al. [92]
determined a cost range of 12.2 to 18.4 EURct/kWhgy, 1 1y, with the WACC varying between
6% and 12%, and the FLH of the electrolysis estimated to be 5000 h. Furthermore, the
reference cases for domestic production are provided, which results in a low end user price
of 11.7 EURct/kWhpp 1 gy for the case of electrolysis supplied by the German electricity
grid. The highest H, end user price of 19.7 EURct/kWhyy, 1 v was determined for an
off-grid system combining offshore wind and electrolyzers close to the German coast and
includes a gaseous pipeline transport segment of 500 km and 3000 FLH for electrolysis [92].
In general, the ranges between the highest and lowest costs are smaller for import cases
due to limitations across the favorable locations.

This implies lower cost ranges, which constitutes an uncertain conclusion. Most
studies focus on techno-economic analyses with a minor focus on extenuating political cir-
cumstances. Recent studies such as that by Merten et al. [83] as well as Jensterle et al. [104]
take these circumstances into account. However, it is difficult to include these findings
in techno-economically-optimized models, which is why researchers advise building con-
nections between the models and political aspects at an early stage, e.g., to synchronize
local decarbonization strategies and intentions in the context of export. The range spread
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of domestic production compared to the ranges of import prices is slightly higher due to
differing RE FLH in the north and south Germany, as well as the North and Baltic seas,
which leads to differing electricity costs and necessities of conversion.

The reference PC of fossil H; based on natural gas, taking into account increasing
rates of CO, taxation, are 4.5 EURct/kWhyyp 1 v for 2020, 5.5 EURct/kWhyyp 1 v for 2030,
and 7.5 EURct/kWhyy 1 gy for 2050 [92]. For optimistic assumptions, the estimated PC of
renewable H; for import can be rated as competitive in comparison to its fossil alternatives
in 2050. For domestic production, on the other hand, a stronger reallocation of CO,
source costs could ensure competitive price ranges for renewable H, compared to fossil
Hy. The availability of data and results of Hy costs for the considered cost levels in
the current literature was assessed to be sufficient for this work for a comparison of
domestic and import costs. The determined current and future cost structures indicate
that domestic H, production should be regarded as a possible and competitive pathway,
and therefore investigated with equal effort. Aside from end user prices, studies from
the Wuppertal Institute [83], Jensterle et al. [104], and Michalski et al. [105] point out
the beneficial macroeconomic effects of domestic production. Jensterle et al. [104] also
indicate that green hydrogen export regions or countries must match an ideal of low import
costs, high RE energy potential, and country-specific political and economic conditions.
Furthermore, Terlouw et al. [111] identified favorable H, production regions in Europe,
which are located in the North and Baltic seas, the south of Spain, the south of France, and
the south of Italy, as well as neighboring states. Moreover, it is stated that for production in
the EU, a high share of excess energy used is a decisive factor in economic competitiveness.

Future Cost Ranges of SNG from Renewable Sources

The second product investigated in the literature study of future RE carriers is SNG.
The results were determined in a similar way to those of H, and are shown in Figure 8.
With respect to the cost development of end user prices, including taxes and levies
(SNGPC+TC+T/L) for the import pathway, cost ranges drop from
23.2 to 42.1 EURct/kWhgng Lay in 2020 to 20.3 to 36.1 EURct/kWhgng iy in 2030, and
16.8 to 28.8 EURct/kWhgng 1xv in 2050. The ranges between the lowest and highest price of
imported SNG are 12.0, 15.8, and 12.0 EURct/kWhgng Lav for 2020, 2030, and 2050, respec-
tively, which is almost a doubling of the cost ranges compared to H; for the same reference
years. The larger spreads reveal higher cost insecurities due to longer production pathways,
as well as strongly deviating assumptions for costs and the availability of CO, sources. For
2050, the lower bound of the SNG PC + TC cost range is 8.8 EURct/kWhgng LHv for domes-
tic (offshore wind in the Baltic sea) and 8.0 EURct/kWhgng 11y for import cases (the RE
source is hybrid wind onshore and PV plus import via pipeline from the optimistic MENA
scenario) [89,112]. The upper bound for domestic production and distribution in 2050 is
26.1 EURct/kWhgng Ly To achieve this cost value, electrolysis is enabled by the German
power grid. The upper bound of import costs is 14.2 EURct/kWhgng Lav [108], which
indicates that, especially for energy carriers with low transportation costs, production in
regions with high RE full load hours can have a positive impact.
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Figure 8. Cost ranges for domestic SNG production and abroad, transport costs, and taxes/levies.
Source: Own elaboration based on [85,89,90,92,107-109,113]. All of the extracted cost values are
provided in Appendix A in Figure A2. SNG PC: Synthetic natural gas production cost (domestic or
import), SNG PC + TC: Synthetic natural gas import cost including transport, SNG PC + TC +T/L:
End user prices of synthetic natural gas (domestic and import), including taxes and levies.

Future Cost Ranges of PtL-Fuels from Renewable Sources

The following, final section of the literature study analyses the production cost of
PtL products. Eight studies investigate unspecified PtL fuel production, mostly located in
North Africa and the MENA region. The results of these studies exhibit similar trends to
those seen for SNG, as illustrated in Figure 9. Compared to SNG, PtL shows lower process
efficiency in fuel production but also lower transport costs for the products, as they are
liquid and chemically similar to currently utilized energy carriers. End user price ranges
decrease from 28.2 to 50.9 EURct/kWhj iy in 2020, to 24.6 to 43.4 EURct/kWhy iyy in 2030,
and 20.1 to 34.4 EURct/kWhy v in 2050 (see Figure 9). The ranges of PC + TC decrease
from 20.0 EURct/kWh;y gy to 28.0 EURct/kWhy v in 2020, to 10.0-20.0 EURct/kWhy gy
in 2030, and 8.0-19.1 EURct/kWhj v in 2050. The PC range of PtL fuel costs in 2050
also decreases to 5.1-13.9 EURct/kWhy py, which is a competitive cost value to energy
carriers with significantly higher synthesis efficiencies like Hy. For domestic production,
three cost ranges were extracted that show a decreasing cost range for PC + TC from
22.1 to 26.2 EURct/kWhy gy in 2030 to 14.0 to 29.0 EURct/kWhy gy in 2050. Both cost
ranges are significantly higher for domestic production compared to imported fuels due to
a lower FLH of RES and more conversion losses in the supply chain. The PC cost range
for 2050 of 16.1 EURct/kWhy v to 19.2 EURct/kWhy v indicates uncompetitive domestic
production costs for PtL.
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Figure 9. Cost ranges of unspecified PtL fuel production domestic and abroad, transport costs, and
taxes/levies. Source: Own elaboration based on [6,85,89,92,105,107,108,112]. All extracted cost values
are provided in Appendix A in Figure A3. PtL PC: Power-to-Liquid production cost (domestic or
import); PtL PC + TC: Power-to-Liquid import cost including transport; and PtL PC + TC + T/L: End
user prices of Power-to-Liquid product (domestic and import), including taxes and levies.

Finally, in order to analyze the observed cost ranges of Hp, SNG, and unspecified PtL
fuels, Figure 10 compares the import cost ranges of the different energy carriers. With
respect to the PC for all three energy carrier types, strong cost reductions are expected.
According to the analyzed studies, Hj is the cheapest energy carrier, with a cost range of
3.5-10.9 EURct/kWhyyp 1 1y, whereas SNG has a cost range of 5.3-11.8 EURct/kWhsng Lav,
with the unspecified PtL fuels exhibiting a range of 5.1-13.8 EURct/kWh;y py. For PC + TC,
these ranges increase to 5.3-11.8 EURct/kWhyy, 1 v for H2, 8.0-14.2 EURct/kWhgng Lav
for SNG, and 8.0-19.2 EURct/kWhy v for unspecified PtL. The lower bounds of PC + TC
converge with 5.1, 8.0, and 8.0 ct/kWhy py, respectively. For PC + TC + T/L, the ranges
further increase to 12.2-18.4 EURct/kWhyy 1 v for Hy, to 16.8-28.8 EURct/kWhgng Lav
for SNG, and to 20.1-4.4 EURct/kWhy gy for PtL fuels. In 2050, the PC range of SNG and
PtL fuels is characterized by a larger spread in comparison to Hy, due to longer process
chains with CO; input, which strongly differs for different CO, sources. Multiple varying
assumptions produce the spread of cost ranges. The CAPEX of electrolysis differ and have
a strong influence on energy costs. Politically-insecure export regions also lead to higher
capital costs and increasing interest rates, from 4% to 12% WACC, due to higher investment
risks. This disadvantages SNG and PtL fuel production because of higher total investment
costs compared to Hy. The investment costs for DAC technology, if used, further increase
the total investment. From an energetic perspective, the increased demand for RE of around
700 kWh,, /tCO, used for DAC is moderate [92]. However, the CAPEX for DAC technology
is high, at 1.416 EUR/tCO,/a in 2020, and decreasing to 1.033 EUR/tCO;/a in 2050 [92],
resulting in high capital costs for realizing carbon-neutral e-fuels. On the other hand,
transportation expenditures, as well as the uncertainty of transport costs for H, via pipeline
or vessel as a result of the technical developments still required, constitute a weakness of
the H, value chain.
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Figure 10. Cost intervals of Hy, SNG, and PtL for the import case. Source: Own elaboration based on
literature. Literature sources are listed in Figures 7-9. PtL: Power-to-Liquid, SNG: Synthetic natural
gas, PC: Production cost, TC: Transport cost, T/L: Taxes and levies.

3.4. Interim Conclusion

This section showed, that, even if biomass-based fuels are beneficial from an economic
view, caused by the limited potential of these, other alternatives are needed additionally.
Additionally, the ILUC risk of biomass-based fuels should be considered. The alterna-
tive fuels Hp, synthetic or biomass-based CNG/LNG, methanol, DME, MtG gasoline, FT
diesel, and kerosene, as well as HVO have been identified in this sections as the best
options analyzing the technological readiness of the production pathway as well as the
production costs. FT products and synthetic natural gas have the disadvantage of, in
comparison, higher production costs. Biomass-based ethanol is also beneficial from this
section’s analyzed criteria.

Furthermore, the cost analysis showed the insecurities around the regarded cost
level production costs, cross-border prices, and end user prices in the current research
landscape. Cost insecurity increases with the predicted range and length of the value
chains. At present, cost comparisons indicate that lower production costs of H, are nearly
compensated by higher transport costs in comparison to other fuels that offer existing
infrastructural compatibility. Furthermore, the domestic production of H; is considered
cost-competitive to LH; imports.

4. Assessment of Alternative Fuel Utilization

After investigating the production and costs of alternative fuels, the following sections
focus on their utilization on the vehicle side. First, existing regulations are reviewed with
consideration to maximum official and experimental blending rates. Second, the achievable
range of the fuel-drivetrain combination will be reviewed considering lower heating values
and TtW efficiencies.
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4.1. Drop-In Possibility of Alternative Fuels

Conventional diesel fuels in Europe are regulated by DIN EN 590 [114], whereas
conventional gasoline fuels are certified with DIN EN 228 [115]. Sustainable aviation fuels
are certified by legal rule ASTM D7566-20b [58]. The Drop-In possibility in the existing
vehicle fleet in this study was assessed through blending percentages by legal rules or
experiments. Fuel blends that fulfil special legal rules but require the approval of the
manufacturer or are not classified in the literature for most vehicles in the fleet are also
listed as experimental. The results are shown in Figure 11. The intervals are striped, similar
to those for the TRL assessment. Flexfuel and Dual-Fuel concepts are not included in this
chapter, as a new vehicle or retrofit of an existing vehicle is necessary.

As previously noted, the blending of sustainable aviation fuels with conventional
kerosene is regulated by legal rule ASTM D7566-20b [58]. Sustainable fuels and their
common abbreviations are listed in Table 3. Methanol-to-Kerosene processes are lim-
ited by the low share of aromatics. However, 100% ATJ-SPK was used in an engine by
Schripp et al. [116] and they did not observe major problems during the operation. Mean-
while, fully synthetic Coal-to-Liquid kerosene manufactured by Sasol in South Africa
has been certified by the UK Ministry of Defence, Defence Standard 91-91, and has also
been recognized by the ASTM D1655 [117,118]. Coal-to-Liquid kerosene should be equal
to FT-SPK because both fuels are produced via the FT process. Subsequently, neat syn-
thetic kerosene is fully used in British military aircraft since 2008 [119]. According to
Bauen et al. [120], synthetic FT kerosene can, in principle, be used in any blend ratio for
jet fuel. Schmidt et al. [62] concluded in their review that 100% Methanol-to-Kerosene
could theoretically replace Jet-Al by 100%, but the process was not commercialized and
the product fuel was never subject to the approval procedure of the American Society for
Testing and Materials (ASTM).

Table 3. Sustainable aviation fuels and their abbreviations.

Abbreviation Sustainable Aviation Fuel
FT-SPK Fischer-Tropsch hydroprocessed synthesized paraffinic kerosene
HEFA-SPK Synthesized paraffinic kerosene from hydroprocessed esters and fatty acids
HFS-SIP Synthesized iso-paraffins from hydroprocessed fermented sugars

Synthesized kerosene with aromatics derived by the alkylation of light

FT-SPKA/A .
aromatics from non-petroleum sources
ATJ-SPK Alcohol-to-Jet synthetic paraffinic kerosene
CH-SK, or CHJ Catalytic hydrothermolysis synthesized kerosene
HHC-SPK or Hydroprocessed hydrocarbons, esters, and fatty acid synthetic
HC-HEFA-SPK paraffinic kerosene
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