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Abstract: An analysis of the literature data indicates a wide front of research and development in
the field of the use of methane–hydrogen mixtures as a promising environmentally friendly low-
carbon fuel. The conclusion of most works shows that the use of methane–hydrogen mixtures in
internal combustion engines improves their performance and emission characteristics. The most
important aspect is the concentration of hydrogen in the fuel mixture, which affects the combustion
process of the fuel and determines the optimal operating conditions of the engine. When using
methane–hydrogen mixtures with low hydrogen content, the safety measures and risks are similar to
those that exist when working with natural gas. Serious logistical problems are associated with the
difficulties of using the existing gas distribution infrastructure for transporting methane–hydrogen
mixtures. It is possible that, despite the need for huge investments, it will be necessary to create a
new infrastructure for the production, storage and transportation of hydrogen and its mixtures with
natural gas. Further research is needed on the compatibility of pipeline materials with hydrogen
and methane–hydrogen mixtures, safety conditions for the operation of equipment operating with
hydrogen or methane–hydrogen mixtures, as well as the economic and environmental feasibility of
using these energy carriers.

Keywords: hydrogen; methane; hydrogen/methane blends; hydro-methane; energy applications;
low-carbon fuel

1. Introduction

Increasing the fuel efficiency and reducing pollutant emissions, including carbon
dioxide emissions, have become the leading trends in modern energy. The impossibility of a
global solution for the problem of reducing the carbon footprint of the energy sector through
the transition of industrial energy to renewable energy sources is already obvious [1]. An
analysis of various methods for separating CO2 from flue gases [2], in which its content
is less than 10%, and their subsequent utilization [3] or disposal demonstrated the need
for additional energy costs. These costs are commensurate with the initially generated
energy [4], that is, a minimum doubling of the consumed resources and the cost of energy
for the consumer is required. Therefore, an approach to solving the problem of CO2
emissions by the global energy industry based on the replacement of hydrocarbon energy
carriers with hydrogen is gaining popularity. Such a transition is actually proclaimed the
goal of the Paris Agreement [5].

The trend towards low-carbon energy has contributed to the popularization of the
concept of “hydrogen energy” and has intensified research on the use of hydrogen as a
fuel [6]. According to forecasts, annual investments in hydrogen technologies in the period
2018–2022 will amount to EUR 1.9 billion per year, and by 2050 the world consumption of
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hydrogen could reach 370 million tons per year [7]. In the long term, after adopting the
energy of thermonuclear fusion, hydrogen, the oxidation of which produces only water,
can become a universal environmentally friendly energy carrier.

There are several industrial technologies for producing hydrogen, each with its own
advantages and disadvantages, but the cost of hydrogen production remains high [8,9].
Leading industrial countries—USA, EU countries, Great Britain, Japan, China, South
Korea, Australia—are developing a national strategy and programs for the development of
hydrogen energy. In the United States, the budget for hydrogen projects is USD 1.7 billion
over five years, with several times more funds coming from private companies. The funds
for the hydrogen theme in the EU comprise EUR 2 billion and in Japan USD 4 billion for
20 years. Nevertheless, the economic feasibility of such a transition at the present time
and even its fundamental technological feasibility raise many problems [10–13]. However,
the development of hydrogen energy is necessary, since by the end of the current century
or somewhat later, a global transition to thermonuclear energy is inevitable. Then, with
an abundance of cheap and affordable thermonuclear energy, hydrogen can become a
natural basic energy carrier. Therefore, already now it is necessary to prepare appropriate
technological solutions for the transportation of hydrogen and its use in various types of
power plants.

The main difference between hydrogen as a fuel and traditional hydrocarbon fuels is
the significantly higher burning rate, which under standard conditions is at least six times
higher than for methane and approximately eight times for temperatures and pressures
typical of internal combustion engine (ICE) operating conditions. Hydrogen has much
wider concentration limits of flame propagation compared to hydrocarbons. Therefore,
along with the use of hydrogen directly as a fuel, its use as an additive to traditional fuels,
primarily to compressed natural gas (CNG), is widely discussed.

Addition of hydrogen to methane increases the velocity of flame propagation, reducing
the duration of fuel combustion. This leads to a sharper increase in pressure in the ICE,
high rates of heat release and a shorter time interval between fuel ignition and the peak
of heat release compared to methane. At the same time, the presence of methane in the
methane–hydrogen mixture reduces the risks of abnormal combustion, such as flashback
and detonation in the engine, which are characteristic of hydrogen combustion [14]. The
use of mixed fuels based on hydrogen and natural gas can significantly increase the thermal
efficiency of combustion and reduce greenhouse gas emissions in the ICE [15,16]. The
purpose of this work is to analyze the literature data on the most promising and diverse
areas of the use of hydrogen and hydrogen-containing mixtures for energy generation, in
transport and in the domestic sector, as well as related logistical problems.

2. Energy Characteristics of Hydrogen and Methane–Hydrogen Mixtures

The main parameters characterizing the combustion of fuels include the normal
combustion rate Un, the concentration limits of flame propagation, and the ignition delay.
The normal combustion rate of the laminar flame determines the stability of the combustion
process, and the conditions under which blow off is possible, or vice versa, its reverse
flashback towards the flow. A large number of studies have been devoted to the study of
the normal combustion rate of hydrogen–air mixtures. The dependence Un of hydrogen–air
mixtures under normal conditions on the equivalence ratio (ϕ) is shown in Figure 1. The
scatter of experimental results for the maximum value Un of hydrogen–air mixtures is quite
high, the values obtained lie in the range from 260 to 350 cm/s [17]. These values are seven
to nine times higher than the corresponding value for stoichiometric methane–air mixtures
under normal conditions (Un = 36 ± 1 cm/s), which determines the main differences in the
combustion processes of hydrogen and methane. The difference in the combustion rate of
methane and hydrogen is associated with a difference in the concentration and kinetics of
the formation of H, O, and OH radicals, which determine the course of the process [18].

Data on the combustion rate of methane–hydrogen–air mixtures are scarce, and for
high pressures they are practically absent. In the general case, in addition to temperature
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T, pressure P, and equivalence ratio ϕ, the normal flame velocity of methane–hydrogen
mixtures will depend on the concentration of hydrogen nH2 and other gas components nX.
The normal flame velocity is a function of the following parameters:

Un = f (T, P, ϕ, nH2, nX)
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Figure 1. Dependence of the normal flame velocity Un of hydrogen–air mixtures on the equivalence
ratio under normal conditions according to the results of various studies, which are represented by
various symbols (Adapted from ref. [17]).

As for the influence of pressure on the normal flame velocity in mixtures containing
hydrogen, then, as noted in [19], it is not always possible to determine it correctly in
experiments. There are conflicting statements in the literature about the nature of the
dependence of the normal flame velocity. When using different methods, sometimes even
different signs of the baric index are obtained. This leads to large errors when extrapolating
measured values to an unexplored pressure range. In the literature, at one time there
was a rule that in mixtures with a flame velocity of more than 100 cm/s at atmospheric
pressure, the combustion rate increases with pressure, and in mixtures with a flame velocity
of 50 cm/s or less, the combustion rate decreases with pressure. However, it is stated
in [19] that experimental material has now been accumulated that refutes this empirical
rule for mixtures containing hydrogen. Experimental and calculated data are also given
there, showing that with increasing pressure, the normal flame velocity does not decrease
and even, under certain conditions, increases (Figures 2 and 3).
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Figure 3. Dependence of flame velocity on pressure in lean hydrogen–air mixtures. Dots are data
from various experiments; lines are results of calculations (Adapted with permission from ref. [19].
Copyright 2012, Springer).

The addition of hydrogen to the methane–air mixture leads to an increase in the
combustion rate, a reduction in the width of the flame and an extension of the ignition
limits, especially in the region of rich mixtures. In [17], the combustion of methane–air
mixtures was studied under normal conditions and the equivalence ratio from 0.6 to 1.5 with
additions of up to 40% hydrogen (Figure 4). The laminar flame velocity was determined
by the heat flux method. All mixtures show the same behavior, and it is clearly seen that
the addition of hydrogen increases the normal flame velocity. For stoichiometric mixtures,
the normal flame velocity increases with 36.4 cm/s (H2 = 0) to 39.2 cm/s (H2 = 10%),
42.3 cm/s (H2 = 20%), 47.0 cm/s (H2 = 30%) and 53.5 cm/s (H2 = 40%).
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Thus, an increase in the hydrogen concentration in the range up to 40% leads to an
almost linear increase in the normal flame velocity (Figure 5).
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In [20], the dependence of the laminar flame velocity of methane–hydrogen–air mix-
tures on the equivalence ratio ϕ was obtained by studying a stationary flame in a spherical
bomb for atmospheric pressure and the initial temperature of the mixture T0 = 360 K at a
hydrogen concentration of 10, 20 and 50% (Figure 6).
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Figure 6. Dependence of the normal flame velocity Un of hydrogen–methane–air mixtures on the
equivalence ratio ϕ under atmosphere pressure and T0 = 360 K (Adapted with permission from
ref. [20], 2007, prof. Prof Alexey Burluka).

The dependence of the laminar flame velocity for methane–hydrogen–air mixtures
under normal conditions on ϕ in the range of hydrogen concentrations from 0 to 100% was
measured in [18] (Figure 7).

Figures 4, 6 and 7 clearly show not only an increase in the normal flame velocity, but
also a shift in the maximum velocity towards richer mixtures as the hydrogen content
increases. With the addition of 50% H2, the maximum was at ϕ = 1.15, which corresponds to
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a significantly leaner mixture than that at which the maximum combustion rate is achieved
in hydrogen (ϕ =1.8). In addition, the limits of combustion are expanding. Thus, under the
experimental conditions for methane, ignition of mixtures with ϕ > 1.2 was not observed
and with the addition of only 10% H2, the combustion limit of rich mixtures expanded
to ϕ = 1.4, and with the addition of 50% H2 to ϕ = 1.6 [20]. Less significant changes were
observed for lean mixtures. The limit decreased from ϕ = 0.6 for methane to ϕ = 0.5 for
the mixture with the addition of 10% H2 and then did not change with the increasing
hydrogen concentration.
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equivalence ratio ϕ under normal conditions for various hydrogen concentration [18]: (a) hydrogen
concentrations 0–50% vol., (b) hydrogen concentrations 60–100% vol. (Adapted with permission
from ref. [18], 2009, Elsevier.)

In [20], the experimentally obtained values of the normal velocity of the laminar
flame of methane–hydrogen–air mixtures were compared with the values obtained by
calculation. The simulation was carried out using two well-known kinetic mechanisms,
GRI-Mech 3.0 [21] and Konnov [22], which showed good agreement with experimental
results, especially for the Konnov mechanism (Figure 8).
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Prof Alexey Burluka).
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Calculation of the laminar velocity of the flame of methane–hydrogen–air mixtures un-
der normal conditions, carried out in [23] on the basis of the detailed GRI-Mech mechanism,
showed that it is always lower than that obtained by simple averaging of the values for
methane and hydrogen, taking into account their molar fraction. For methane–hydrogen–
air mixtures, depending on the hydrogen content, three areas can be distinguished: (1) with
a predominance of methane (XH2 < 0.5); (2) transitional (0.5 < XH2 < 0.9); and region (3)
in which methane inhibits the combustion of hydrogen (0.9 < XH2). In regions (1) and (3),
the laminar combustion rate increases linearly with an increase in the hydrogen content.
In region (1), the increase in the rate of laminar combustion of methane with the addition
of hydrogen is insignificant, especially for lean mixtures. In region (3), the replacement
of hydrogen by methane significantly reduces the combustion rate (Figure 9). These ef-
fects are more significant for rich mixtures. All these phenomena are associated with the
concentration of H radicals and their role in branching and chain termination reactions.
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These conclusions are confirmed by the results of work [18]. The only difference is
that the boundary of the region of methane dominance in the combustion mechanism is
expanded to a hydrogen concentration of 60%. The region of hydrogen concentrations
from 60% to 80% is considered transitional, and the region of hydrogen concentrations
above 80% is considered the region in which methane addition inhibits the hydrogen
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combustion. The authors of this work also attribute the high combustion rate at a high
hydrogen concentration to a high concentration of H, O and OH radicals. However, as
shown in [24], when the methane–air mixture is diluted with nitrogen, the absolute values
of the increase in the combustion rate with the addition of hydrogen decrease.

The influence of the initial temperature on the laminar flame velocity of methane–
hydrogen mixtures was studied in [25]. Figure 10 shows the calculated dependences of the
laminar flame velocity on the hydrogen content in the mixture at initial temperatures 300 K,
400 K, 500 K and 600 K. Figure 10 clearly demonstrates that, in full accordance with the
previously obtained experimental data [26], the addition of hydrogen to the methane–air
mixture at first has little effect on the laminar flame velocity, but as the concentration of
hydrogen increases, a rapid increase of Un begins. The higher the temperature of the initial
mixture, the earlier the sharp rise in Un begins.
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The experimental data available in the literature on the combustion rate of methane–
hydrogen mixtures, including the dependence of the combustion rate on pressure and
temperature, were analyzed in the work [27]. Correlation expressions were proposed
for mixtures with an H2 content of up to 50% for pressures up to 7.5 bars and initial
temperatures up to 573 K.

An increase in the concentration of hydrogen in the methane–hydrogen mixture leads
to a significant expansion of the concentration limits of flame propagation, primarily due
to an increase in the upper concentration limit (Figure 11).
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Figures 10 and 11 show that a hydrogen concentration of up to 40% vol. still has
little effect on the combustion rate and the concentration limits of the flame propagation of
methane–hydrogen mixtures. This allows such mixtures to be used on the same equipment
and under the same safety regulations that have long been well established for working
with natural gas.

The most important characteristic of fuel mixtures is their ignition delay time. Unlike
heavier alkanes, even a small addition of which to methane leads to a sharp decrease in its
ignition delay time [28], the effect of hydrogen addition on the ignition of methane is more
complex [29,30]. In the temperature range of 800–1000 K, which is characteristic of ignition
processes in engines [31], there are serious changes in the mechanism of oxidation of both
methane and hydrogen. This leads to a sharp change in their temperature dependence, in
particular, the effective activation energy for the ignition of hydrogen and its mixtures with
methane (Figures 12 and 13).
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The observed complex phenomena require a more thorough analysis of the processes
associated with the use of methane–hydrogen mixtures as a motor fuel. Comparative fuel
characteristics of hydrogen, HCNG5 fuel mixture (5% hydrogen in methane), compressed
methane and gasoline are presented in Table 1.

Table 1. The fuel characteristics of hydrogen, HCNG5 fuel mixture (5% hydrogen in methane),
compressed natural gas (CNG) and gasoline (Reprinted from ref. [32]).

Properties Hydrogen HCNG5 CNG Gasoline

Limits of flammability in air, (vol.%) 4–75 5–35 5–15 1.0–7.6
Stoichiometric composition in air, (vol.%) 29.53 22.8 9.48 1.76
Minimum energy for ignition in air, (mJ) 0.02 0.21 0.29 0.24
Auto ignition temperature, (K) 858 825 813 501–744
Flame temperature in air, (K) 2318 2210 2148 2470
Burning velocity in NTP * air, (cm/s) 325 110 45 37–43
Quenching gap in NTP air, (cm) 0.064 0.152 0.203 0.2
Normalized flame emissivity 1.0 1.5 1.7 1.7
Equivalent ration flammability limit in NTP air 0.1–7.1 0.5–5.4 0.7–4 0.7–3.8
Methane number 0 76 80 -

* NTP (normal temp. and press.).

It is also necessary to take into account that H2 enrichment of CH4/air premixed flames
affects the flow field in both quantitative and qualitative terms and causes a transition from
wrinkled to breakthrough regime of combustion. This transition is accompanied by faster
increase in flame surface area and improves the burning quality [33,34].

3. The Practice of Using Hydrogen in Power Plants and Transport

Hydrogen, as well as methane–hydrogen mixtures (MHM), can be used directly as
a fuel for power plants, providing high efficiency and good environmental performance.
It is believed that mixtures of compressed natural gas with hydrogen will allow, with a
minimum increase in capital investments and a minimum of additional equipment, to
eliminate a number of disadvantages inherent in traditional gasoline and diesel engines [35].
The main difference between gaseous fuels and liquid fuels is that the former mix better
with air, resulting in more complete combustion of the mixtures with significantly less
carbon deposits and emissions of toxic products of incomplete combustion. According
to available data, the use of methane–hydrogen fuel contributes to the reduction of toxic
emissions, greenhouse gas emissions (by 8–15%) and reduced fuel consumption.

In the early 1980s, the use of a mixture of hydrogen with natural gas at ratios of 100:0,
80:20, 50:50 and 0:100 as a fuel for automobile engines was tested by the AVL company [36].
Subsequently, in order to improve the combustion characteristics and reduce the toxicity of
engine exhaust gases, fuel mixtures of hydrogen and natural gas of various compositions
were studied. In many countries, methane–hydrogen mixtures are successfully used in
vehicles with an internal combustion engine. Tests of the possibility of using MHM with a
hydrogen content of up to 20% were also carried out in housing and communal services,
including such domestic appliances as cooking burners [37–39].

Methane–hydrogen fuel, used mainly in the automotive sector instead of methane,
is a gas mixture consisting of 10–30% vol. hydrogen and 70–90% vol. methane, and was
given its own name, Hythane. The presence of hydrogen improves the efficiency of fuel
combustion in the engine and reduces CO2 and NOx emissions. The second direction of the
Hythane application is the addition to the network of natural gas in small volumes (typically
H2 concentration < 10%). Currently, Hythane is mainly produced from fossil sources, but
the use of alternative renewable sources can further reduce greenhouse gas emissions.

Figure 14 shows an integrated model of a filling station, where the fuel is compressed
natural gas (CNG) and a compressed methane–hydrogen mixture (HCNG). These combo
stations require the following main components: NG source, H2 source (electrolyzer),
CNG/H2 mixer, CNG storage tanks, and CNG and HCNG dispensers [32].
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The possibility of using methane–hydrogen mixtures in internal combustion engines
with compression ignition was studied in [40–43], and in internal combustion engines with
spark ignition in [44–46]. Already in an article dated by the end of the last century [47],
it was experimentally confirmed that the performance of a single-cylinder internal com-
bustion engine with spark ignition, running on methane, can be significantly improved by
transition to a mixture of hydrogen and methane.

The use of methane–hydrogen mixtures in internal combustion engines at quite mod-
erate financial costs can significantly reduce CO2 emissions. On the example of a prototype
internal combustion engine adapted to work with such mixtures, a technical assessment
was given of the benefits of the simultaneous use of several types of fuel. The storage and
distribution methods and combustion characteristics of these mixtures were also assessed,
taking into account technical conditions, safety issues, regulations and infrastructure fea-
tures [48]. Information is provided on international standards and regulatory documents
for internal combustion engines running on gas fuel, as well as on the advantages of using
multicomponent fuels in them.

Investigation of methane–hydrogen mixtures with hydrogen content of 5, 10 and
15% vol. have been completed in [49]. Comparison of the performance characteristics of
internal combustion engines on such fuel mixtures showed that:

- Adding 15% hydrogen to CNG engines on lean fuel increases ignition time to 1.46 ms
compared to 1.20 ms for natural gas;

- Methane–hydrogen–air mixtures have a significantly increased braking efficiency
(adding only 5–7% hydrogen is enough) and power output (an increase of 5–10% com-
pared to natural gas), i.e., hydrogen additives are especially effective in lean mixtures;

- When testing methane–hydrogen mixtures, a strong decrease in CO emission was
observed (with the addition of 15% hydrogen by volume, emission was not observed
at all, and for an engine with a speed of 3500 rpm when operating on natural gas, CO
emission was 0.12–0.40%), i.e., mixed hydrogen fuel is more environmentally friendly.

Work was carried out in which the combustion performance of two methane–hydrogen
mixtures (5 and 20% by volume of methane in hydrogen, which corresponds to 30 and
65% by weight of methane) was compared with the operation of an engine running on
hydrogen [50]. The study confirmed that for an engine calibrated for hydrogen, the
transition to operation on methane–hydrogen mixtures requires only small adjustments to
the ignition delay time of the mixture.

After numerous studies, a composite gas fuel called Hythane, which is usually a
mixture of 20% hydrogen and 80% natural gas, has been established in world practice as a
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typical methane–hydrogen fuel [51]. It is believed that, in principle, any methane–hydrogen
mixtures containing 8–30% hydrogen can reduce emissions of nitrogen oxides (NOx),
greenhouse gases and CO2 without major changes to the existing natural gas infrastructure.
With a specific fuel mixture for many types of vehicles running on compressed natural gas,
no modification is required for transition to the Hythane fuel mixture.

Among the advantages of using Hythane compared to natural gas, in addition to a
significant reduction in NOx emissions when burning lean mixtures, there is a significant
increase in the velocity of flame propagation. The Hythane has lower ignition energy, since
for hydrogen it is an order of magnitude less than for methane. The presence of hydrogen
also accelerates the combustion process and increases the efficiency of catalytic exhaust gas
treatment at low temperatures.

4. Emission and Performance Characteristics of Methane–Hydrogen Mixtures

The issues of reducing the emission of environmental pollutants from the exhaust
gases of internal combustion engines through the use of fuels with hydrogen additives
are analyzed in the review [52]. It is noted that at present the most effective way to use
hydrogen additives in internal combustion engines are dual-fuel systems. Low-temperature
combustion in such engines makes it possible to use all types of modern fuels, and their
thermal efficiency exceeds that of classic engines, which makes it possible to further reduce
CO2 emissions. Further research should be aimed at reducing the emission of other
greenhouse gases such as N2O and CH4.

The total emission of CO2 in the entire technology for the production and use of MHM
will depend on the method of hydrogen production. For example, if steam reforming
of methane, which currently produces more than 70% of the world’s hydrogen, is not
combined with carbon capture and storage technologies, then the total CO2 emissions will
still be very high.

Because hydrogen enrichment promotes faster and more complete combustion of
methane, it reduces exhaust emissions of methane and incomplete combustion products.
Internal combustion engines running on HCNG, unlike fuel cells with a hydrogen proton
exchange membrane, do not pollute the air with carbon monoxide [51].

The operation of ICE on HCNG is similar to their operation on natural gas, which
allows the use of already existing infrastructure. In fact, ICE for HCNG operation is
modified versions of current CNG engine with the potential to switch from one type of
fuel to another. The process of obtaining a mixture of HCNG from available natural gas
and hydrogen at the point of use can be carried out on standard equipment. The HCNG
and Hythane have lower emissions than natural gas and diesel fuel. Therefore, they can
be used in the same types of engines that use CNG, and they can also be considered as
competitive technology that ensures the transition from petroleum to hydrogen fuel.

The results of using mixtures of methane and hydrogen of various compositions, both
rich in natural gas (80% CH4:20% H2) and hydrogen (20% CH4:80% H2), showed [53]
that their use in ICE makes it possible to overcome a number of disadvantages observed
during the separate combustion of their constituent gases. These problems are the low
flame propagation velocity inherent in methane combustion, or the high probability of
flashback and detonation inherent in hydrogen combustion. In addition, when operating
on methane–hydrogen mixtures under all engine conditions, a decrease in the emission
of particulate matter with exhaust gases is observed compared to diesel fuel. However,
the emission of CO and unburned hydrocarbons when using methane–hydrogen mixtures
in comparison with diesel fuel turned out to be higher. With an increase in the hydrogen
content in the methane–hydrogen mixture, the emission of NOx increased.

The effect of hydrogen on the performance and emission characteristics of an SI engine
operating on a 100:0, 95:5, 90:10, and 80:20 methane–hydrogen mixture was studied in [54].
The experiments were carried out on a modified 3.9 L Isuzu engine with a compression ratio
of 12.5 at 1500, 2000 and 2500 rpm. The brake power of the engine, the brake thermal effi-
ciency, the composition of combustion products and emission parameters were determined
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at 5, 10, 15 and 20 degrees of crank angle before top dead center ignition timings. The results
showed that the maximum engine power is achieved using fuel containing 5% hydrogen
in natural gas. The ignition delay time with an increase in the concentration of hydrogen
in the mixture and the engine speed decreased. The pressure in the cylinder and the rate
of heat release approached the maximum values with an increase in hydrogen content in
the mixture and a decrease in engine speed. Emissions of unburned hydrocarbons and CO
turned out to be below the values determined by the Euro-5 and Euro-6 standards.

The higher efficiency of using Hythane (80% natural gas + 20% hydrogen) in a carbu-
reted engine compared to gasoline in terms of reducing harmful emissions and increasing
its power is shown in [55]. In [56], three mixtures with a hydrogen concentration in natural
gas of 5%, 10% and 15% (HCNG5, HCNG10 and HCNG15, respectively) were studied in
a single-cylinder ICE. It has been established that an increase in the hydrogen content in
natural gas increases the thermal efficiency of the engine. The most efficient mixture was
HCNG10, which can be used without any modifications to the engine. It has been shown
that the emissions of NOx and unburned hydrocarbons when the engine is running on a
methane–hydrogen mixture are higher than when running on natural gas. At the same time,
studies with six-cylinder heavy duty engines running on natural gas and a mixture with
25% vol. hydrogen content showed a slight extension of the limit of admissible depletion
of the mixture when switching to the specified fuel mixture. At the same time, changes in
the emissions and knocking margins were also small [57].

The results of experiments with Hythane in a prototype single-cylinder supercharged
engine with various ignition sources (spark and laser) showed that when the initial pressure
is increased from 5 to 10 bars, ignition occurs faster, while the duration of fuel burning
increases. Increasing the hydrogen content in the mixture reduces the ignition time and
combustion duration of fuel by 10% for both pressures tested. A mixture containing
30% hydrogen was characterized by rapid ignition [58].

Review [59] analyzes studies of the effect of hydrogen additions to natural gas on
combustion processes and emissions, as well as on expanding the combustion limits of
lean fuels and improving their combustion conditions. Despite a decrease in engine power
and an increase in heat transfer to the cylinder walls, the expansion of the combustion
limits of lean mixtures of natural gas due to the addition of hydrogen makes it possible
to increase combustion efficiency and reduce the emission of NOx. A study on emissions
and carbureted engine performance (braking power, thermal braking efficiency) is reported
when running on Hythane (80% natural gas + 20% hydrogen), gasoline–methanol and
gasoline–ethanol fuels. The results obtained were compared with the data of engine
operation on gasoline, as a result of which the effectiveness of the use of methane–hydrogen
mixtures was confirmed [60].

There is also great interest in mixtures of hydrogen with biogas, which usually consists
of 55–65% methane and 30–40% CO2. However, the presence of CO2 generally adversely
affects the combustion process, reducing the laminar flame velocity and narrowing the
ignition limits [61–64].

When modeling the combustion of mixtures of methane with hydrogen or biogas in
a controlled auto-ignition engine, the authors of [65] used the radical chain mechanism
GRI-Mech 3.0. The simulation of the operating conditions of a single-cylinder ICE was
carried out using the ANSYS Chemkin 17.0 code. The kinetics of chemical processes, the
efficiency of the engine and the composition of emissions were studied. It was shown that
when using methane–hydrogen mixtures, it is possible to operate at a lower equivalence
ratio of 0.38 compared to that required for operation on methane (0.4). The addition of
10% H2 to methane reduces the required initial temperature from 468 K to 448 K, and the
addition of 20% H2 reduces it to 443 K. The simulation results are consistent with the results
of studies on engines with spark ignition.

The possibility of using methane–hydrogen mixtures for operation under low-temperature
regimes of the flameless combustion, which makes it possible to significantly reduce NOx
emissions, was studied in [66]. To optimize the design of a semi-industrial combustion
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chamber with an increase in the concentration of H2, the operation of a recuperative flame-
less burner with a power of 20 kW on methane–hydrogen mixtures was simulated. The
influence of fuel dilution with CO2 and H2O additives was also studied, which showed that
such dilution slows down the process of mixing the fuel and oxidizer, thereby facilitating
the transition to flameless combustion conditions, which makes it possible to increase the
hydrogen content in the mixture. If hydrogen concentrations in the mixture exceed 50%,
then it becomes very difficult to work in flameless combustion conditions. However, due
to the selection of the optimal combination of the length of the fuel injection nozzle and
the corresponding equivalence ratio, it is possible to pass to the conditions of flameless
combustion for fuel mixtures of the widest composition.

Mention should also be made of maritime transport, which is a key component of the
world economy and accounts for 80–90% of international trade. Given the growing interest
in ocean environmental issues, there is a growing interest in exploring the possibility of us-
ing marine engines on hydrogen/natural gas/diesel mixtures [67,68]. To analyze the effect
of hydrogen concentration in these mixtures on the characteristics of their combustion and
the emission of exhaust gases from marine vessels equipped with such engines, modeling
and experimental testing were carried out [69]. As in all other cases, with an increase in
the hydrogen content in the mixture, the velocity of laminar flame propagation increases,
and the ignition delay time decreases. With a high hydrogen content in fuel mixtures, the
pressure and temperature in the marine engine cylinder increase, while the combustion
temperature region expands. Therefore, such a tri-fuel engine (H2 + CH4 + diesel) has a
faster response and high power compared to a dual-fuel engine (CH4 + diesel). With an
increase in the hydrogen content in the mixture, the emission of nitrogen oxides increases,
while the emission of CO and CO2 decreases. The possibility of reducing pollutant emis-
sions into the atmosphere makes the practical use of ships with three-fuel engines attractive
in the shipping industry.

Of particular interest is the use of methane–hydrogen mixtures to solve problems
associated with the operation of diesel ICE. Despite the fact that the performance of modern
diesel fuels has improved markedly in recent years, the operation of many vehicles on
diesel fuel is still associated with serious disadvantages. They are high emission of harmful
substances into the atmosphere, low fuel efficiency, high fuel consumption, low level of
their frost resistance, etc. Therefore, in order to reduce the impact of these problems, many
countries have decided to completely abandon diesel engines by 2030, or at least ban
their use in large cities. These issues are discussed in detail in the review [70]. The main
task of optimizing the operation of diesel engines is the need to simultaneously combine
low emissions of harmful gases with efficient engine operation [71]. The use of MHM in
diesel engines is an effective method of increasing the fuel combustion rate. The main
task is the correct selection of the ratio H2: natural gas [72,73]. The model of operation
of a single-cylinder diesel engine with a power of 3.5 kW on a combined fuel consisting
of a mixture of Hythane10 (as additional fuel) and diesel fuel (as the main fuel) showed
the possibility of increasing the thermal efficiency of the engine by 11% and reducing
NOx formation by 13% [74]. However, compared to diesel fuel, the operation of a diesel
engine on Hythane10 was accompanied by a significant increase in emissions of unburned
hydrocarbons (by 63%).

In [75], a methane–hydrogen mixture consisting of 90% methane and 10% hydrogen
(Hythane10) was added to liquid diesel fuel in amounts of 0%, 25%, and 50%. The results
obtained showed that smoke emission decreased by 95.44%. Although these additives
did not prevent the increase in unburnt hydrocarbons, CO and NOx emissions, they did
increase cylinder pressure and heat generation rate.

To study the operating and technical and economic characteristics of fuel mixtures
and optimize their composition, mathematical modeling methods are widely used. In par-
ticular, mathematical models are created based on the combustion mechanism of methane–
hydrogen mixtures. Most often, the combustion of mixtures with a hydrogen content of
less than 15% is modeled using the GRI-Mech 3.0 mechanism [76–78].
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Despite a large number of experimental and theoretical studies on the use of methane–
hydrogen mixtures in ICE, there are still many issues, for example, the correct selection
of hydrogen concentration to avoid a rapid increase in pressure. It is also important to
select such parameters as the optimal combination of hydrogen additives, excess air ratio,
ignition delay time and other parameters. This is especially important for cogeneration
ICE with spark ignition, combining the production of thermal and electrical energy. To
study this issue, a numerical model of a cogeneration engine equipped with a turbocharger
was developed [79]. An algorithm for searching the optimal conditions under which the
operation of the engine is characterized by the highest energy production with minimal fuel
consumption and minimal environmental pollution is proposed. It has been established
that cogeneration systems with additions of up to 15% hydrogen to natural gas will be
viable if the engine is operated at lower air/fuel ratios. In this case, it will be possible to
avoid a sharp rise in pressure and excessive formation of toxic emissions.

The effect of H2 and CH4 concentrations on the ignition delay time and laminar
flame velocity during the combustion of CH4/H2 and multicomponent mixtures based on
synthesis gas was studied in [80] using an original kinetic mechanism. The results obtained
were compared with experiments and calculations by the GRI Mech 3.0 mechanism. It has
been established that the reactivity of mixtures increases only in the case of an increase in
the concentration of CH4 and H2. This leads to an increase in the formation of OH radicals
and, accordingly, to an increase in the velocity of the laminar flame and a decrease in the
flashback of the flame in the fuel mixture. It has been established that at high pressure in
the system, methane is consumed slowly, but the presence of hydrogen increases the rate of
its consumption. The study of the combustion process of various mixtures of H2/CH4/CO
showed that the reactions:

CH2O + OH = HCO + H2O
CH4 + HO2 = CH3 + H2O2

predominate in methane-rich mixtures, while the following reactions play an important
role in the combustion of hydrogen-rich mixtures:

OH + HO2 = H2O + O2
HO2 + H = OH + OH

In [81], based on the results of numerical simulation, it was assumed that the pres-
ence of hydrogen in methane–hydrogen mixtures increases the depth of methane oxida-
tion, thereby reducing the rate of formation of solid particles (soot) in the exhaust gases
of engines.

5. Transportation Logistics of Hydrogen and Methane–Hydrogen Mixtures

The development of hydrogen energy and the hydrogen market is constrained by the
lack of economically viable technical solutions for a full-cycle hydrogen economy, including
for transporting large volumes of hydrogen over long distances. A serious logistical
problem is the lack of an appropriate infrastructure for the storage, transportation and
distribution of industrially significant volumes of hydrogen [82], for the creation of which
there are still no practically acceptable solutions. Most of the metals from which existing gas
pipelines are made are subject to destruction under the influence of hydrogen diffusion in
them, especially at high pressures. This imposes much more stringent requirements on the
manufacture of pipelines for transporting hydrogen compared to pipelines for transporting
natural gas [83] and dramatically increases their cost. Therefore, already existing gas
pipelines cannot be used to transport hydrogen, and the cost of special pipelines will be
many times higher than the existing ones. As a more practical, economically justified and
technologically safe alternative, the possibility of transporting hydrogen through pipelines
in the form of methane–hydrogen mixtures (MHM) is discussed. However, the significantly
higher energy costs for hydrogen compression compared to natural gas [82] (Figure 15)
and the lower volumetric energy content in such mixtures (Figure 16) raise the issue of the
economic feasibility of such a hydrogen transportation system [12].
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In parallel with the discussion of the prospects for creating a special hydrogen in-
frastructure, which will require very large initial investments, research continues on the
possibility of less expensive transportation of methane–hydrogen mixtures using existing
gas distribution systems and their equipment (compressors, storage tanks, pipelines). A
technical and economic analysis of the features of such infrastructure is presented in a
number of works [84–87].

The possibility of adding hydrogen directly to the existing gas distribution system
is being considered by the governments of a number of countries. Since the chemical
and physical properties of hydrogen and natural gas are very different, the European
Commission has funded studies on the possibility of using the existing infrastructure for
the transport and distribution of natural gas with hydrogen additives (Project Contract
No. SE56/CT/2004/502661). In particular, the influence of the hydrogen content in the
hydrogen/natural gas mixture on the value of the minimum ignition energy of the mixture
was experimentally studied [88].

It has turned out to be difficult to give recommendations on the maximum allowable
concentration of hydrogen in methane–hydrogen mixtures for all parts of the European gas
infrastructure. However, since most natural gas transportation systems are applicable to
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mixtures with hydrogen concentrations up to 10%, the authors of [89] proposed recommen-
dations on the maximum allowable hydrogen concentration in methane–hydrogen mixtures:

(a) 2% hydrogen if the system is connected to a natural gas filling station;
(b) 5% hydrogen if no filling station, no gas turbines and no gas engines with a hydrogen

specification less than 5% are connected;
(c) 10% hydrogen if no filling station, no gas turbines and no gas engines with a hydrogen

specification less than 10% are connected.

In this case, for hydrogen concentrations of 5% and 10%, the correspondence of Wobbe
index and methane number must be taken into account. In any case, the introduction of
hydrogen into the piping system must be strictly controlled. The sudden increases in the
hydrogen concentration during supply should not exceed 2%/min, so as not to exceed its
maximum allowable concentration.

In various countries, the permissible content of hydrogen in mixtures with natural gas
ranges from 0.1% (Belgium, New Zealand, Great Britain and the USA) to 10% in Germany
and 12% in the Netherlands, which is regulated by the national safety standards of these
countries. It is estimated that the introduction of 20% hydrogen into a large European gas
transmission system could reduce CO2 emissions by 60 million tons per year (by 7%) [90].
Since hydrogen has a lower volumetric energy content compared to natural gas, additions
to the latter 5% vol. hydrogen replaces only 1.6% of natural gas demand [91]. Table 2
presents the characteristics of mixtures of compressed natural gas and methane–hydrogen
mixtures with different hydrogen content.

Table 2. Characteristics of CNG and HCNG mixtures with different hydrogen content (10%, 20% and
30%) (Reprinted from ref. [32]).

Properties CNG HCNG10 HCNG20 HCNG30

H2 (% vol.) 0 10 20 30
H2 (% mass) 0 1.21 2.69 4.52

H2 (% energy) 0 3.09 6.68 10.94
LHV * (MJkg−1) 46.28 47.17 48.26 49.61
LHV (MJNm−3) 37.16 34.50 31.85 29.20

* LHV—Lower Heating Value.

Figure 17 shows the sensitivity of elements of the natural gas transportation system and
infrastructure to the hydrogen additives. At low values of the volume fraction of hydrogen,
only a slight adjustment of the operating conditions is required, which is a very important
advantage. At higher hydrogen concentrations, gas distribution systems will already need
to be upgraded, which will result in additional costs, for example, those associated with
the need to manufacture pipes from special materials. That is, the introduction of hydrogen
into the existing natural gas infrastructure is only feasible at low volume concentrations,
since low additional capital investments are sufficient for this.
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The influence of the composition of methane–hydrogen mixtures on the materials
of pipelines of the existing natural gas infrastructure was experimentally studied. The
results obtained were compared with the literature data [92]. At a pressure of 2 bar
in an environment of 100% hydrogen, a mixture of 20% hydrogen with methane and
100% methane, materials such as polyethylene, steel, cast iron, copper and brass worked.
At the same time, there was no negative effect of a mixture of 20% hydrogen with methane
on the characteristics of metal and polymer (PE80 pipe polyethylene) materials, as well as
on the places of connecting of pipelines. It was concluded that all tested materials of the
existing gas transmission pipeline infrastructure are suitable for transporting mixtures of
natural gas and hydrogen in the range of hydrogen concentrations up to 20% and pressures
up to 2 bars.

The possibility of using the existing gas distribution infrastructure for refueling vehi-
cles with hydrogen is discussed in the review [93]. Two options are considered: adaptation
of the existing infrastructure for the use of hydrogen and the direct introduction of hy-
drogen into natural gas pipeline networks. Hydrogen can be delivered to filling stations
as compressed gas or liquid, as well as through pipelines. As one of the possible ways
of supplying hydrogen, the supply of natural gas through pipelines to filling stations is
also considered, where hydrogen can be produced from it in small-scale methane steam
reformers. This eliminates the need for special transportation of hydrogen to the filling
station. At filling stations, the methane–hydrogen mixture can be used directly as a fuel, or
hydrogen can be extracted from it for use in fuel cells. The authors believe that the pipeline
transportation of methane–hydrogen mixtures with a hydrogen concentration of 5–15% vol.
is technically feasible. However, in each specific case, a preliminary assessment of the cost
of such a solution is necessary. It should also be taken into account that the optimal ratio of
hydrogen and natural gas is limited by many factors, such as the volume of consumption
in the market, technical and economic indicators, features of regional networks, etc. The
authors come to the conclusion that, most likely, it will be necessary to create a special
hydrogen gas distribution infrastructure, consisting of new hydrogen filling stations. The
design and construction of such stations will be regulated by international standards. They
should include hydrogen storage and cooling systems, compressors and dispensers for
refueling vehicles with hydrogen–methane fuel. Japan is already building 100 hydrogen
filling stations along highways connecting Japan’s four largest cities. In Germany, it is
planned to build 400 by 2025 with the production of hydrogen directly at filling stations
based on wind and solar energy [94].

When developing mathematical models for the safe addition of hydrogen to existing
gas distribution systems, it is important to take into account many factors: the distance
over which the gas is transferred, the gas pressure at the inlet, the rate of hydrogen addition
to the system, the gas flow rate, the ambient temperature, the geometric parameters of the
pipeline, etc. [95,96]. A three-dimensional statistical spiral model of a mixer for creating
methane–hydrogen mixtures has been developed, the study of which has shown that the
optimal number of mixing devices used is three [97]. Taking into account the influence of
the design of mixers for creating fuel mixtures allowed the authors to study the influence of
the process of mixing gases on such indicators as the coefficient of variation and pressure
drop in the pipeline.

Hydraulic studies of the transportation of large flows of hydrogen through pipelines at
a mass flow rate from 0.3 to 3.0 kg/s (volume flow rates from 12,000 m3/h to 120,000 m3/h
(STP), respectively) have been carried out [98]. The gas flow in the pipeline was modeled,
as well as the thermodynamic parameters of the transportation of both hydrogen and
its mixtures with methane. The analysis showed that the maximum hydrogen content
in natural gas should not exceed 15–20%, otherwise the high calorific value of the gas
mixture is reduced to the values of the lower limit of 35 MJ/m3 STP, defined by most
standards. In the case of using a mixture consisting of 85% methane and 15% hydrogen,
the pressure at which gas is delivered to the consumer turned out to be 10% lower than for
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methane. Modeling has shown the real possibility of efficient transportation of hydrogen
over long distances.

Since the presence of hydrogen in a mixture with natural gas affects the dynamics of
flow in the pipeline, in the Transitgas project (Switzerland) using the Aspen Hysys Version
9 and Aspen Plus code, the hydraulics of transporting the gas mixtures along a 94 km
long pipeline were simulated for natural gas and up to 10% hydrogen [99]. It is shown
that for a hydrogen concentration in the mixture up to 2%, an increase in the hydrogen
content increases the viscosity of the fluid, and over 2% it reduces viscosity. The presence
of hydrogen has a strong effect on the phase state of natural gas and increases pressure
losses when the mixture moves through the gas pipeline. The work also investigated the
effect of the height of the gas pipeline above the ground when lowering and raising it by
25 m. The results showed that with increasing installation height, pressure losses occur
along the entire length of the gas pipeline. The presence of hydrogen in mixtures increased
the critical pressure in the pipeline and reduced the critical temperature of the fuel mixture.

Transportation of hydrogen in the form of a methane–hydrogen mixture through the
existing gas distribution system of natural gas has the problem of hydrogen separation
from the mixture at the points of its delivery to the consumer. The traditional technol-
ogy for hydrogen separation is pressure swing adsorption. The specialists of the NREL
laboratory (National Renewable Energy Laboratory, USA) found that when using this
technology, the cost of extracting 80% of hydrogen from a mixture with its content of 10% is
3.3–8.3 USD/kg. To separate hydrogen from pipeline networks at its low concentration, a
number of combinations of structural changes in the technological scheme were proposed.
They led to a significant increase in the level of hydrogen extraction and its purity, as well
as to a decrease in the cost of its separation [100]. The simulation results of 17 different
schemes showed that a scheme of two-stage membrane modules arranged in series and
combined with a vacuum pump and an electrochemical hydrogen compressor makes it
possible to extract hydrogen of high (99.9997%) purity from low-pressure gas networks at
a level of 25 kg per day. However, this scheme requires high power consumption due to
the need to install an additional mechanical compressor between the two-stage membrane
modules and the electrochemical compressor. If the compressor is removed from the pro-
cess, and the membrane module with a double layer of palladium is used in a single-stage
version, being attached to a vacuum pump, then the purity of the hydrogen separation is
reduced to 99.92%, while the energy consumption is reduced by 1.53 times. The possibility
of obtaining hydrogen of relatively high purity was also shown by a scheme consisting of
one membrane module, a vacuum pump and an electrochemical compressor.

If the existing natural gas pipeline infrastructure were to be used for the transportation
of hydrogen, one of the issues would be the separation of the hydrogen from the vari-
ous methane–hydrogen mixtures. Such a separation using proton exchange membrane
(PEM) fuel cell technology at temperatures from 293 to 343 K with either platinum or
platinum/ruthenium anode electrocatalysts and at atmospheric pressure was described
in [101]. The experimental results show that little energy is consumed in producing pure hy-
drogen and that the methane does not cause significant fouling of the anode electrocatalyst.
The data are reported on an electrochemical cell with Gortex-based electrodes capable of
efficiently extracting pure hydrogen in a single step from highly dilute hydrogen–methane
mixtures containing as little as 5% hydrogen in methane [102]. The hydrogen separa-
tion and purification from methane–hydrogen mixtures can also be realized by means of
electrochemical membrane technology with Pt-Co/C as the anode electrocatalyst in the
temperature range 100–160 ◦C [103]. High purity hydrogen (>99.9%) was obtained from a
low purity feed (20% H2) after separating hydrogen from H2/CH4 mixtures.

Theoretical analysis allowed the authors of [104] to conclude that the use of methane–
hydrogen mixtures can lead to a significantly higher, almost twofold, energy storage
capacity compared to the separate use of hydrogen or methane.

In addition to pressure swing absorption, a good efficiency of hydrogen extrac-
tion from dilute methane–hydrogen mixtures was demonstrated by the use of metal
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hydrides. Successful experiments were carried out on the separation of lean mixtures
of hydrogen–methane with a percentage ratio of 10:90 using the intermetallic compound
LaNi4.8Mn0.3Fe0.1 (inlet pressure 9.5 bar) with reversible (adsorption/desorption) separa-
tion of 74% hydrogen in one stage [105].

The possibility of transporting hydrogen in liquefied form is also being considered.
However, the low temperature of liquid hydrogen, only 20.3 K, requires a large amount
of energy to liquefy it and presents the problem of its long-term storage. However, the
storage and transportation of hydrogen in a chemically bound form (hydrides, solid and
liquid carriers, etc.) does not yet provide the hydrogen capacity necessary for economically
justified use [106].

6. Safety Problems of Using of Hydrogen and Methane–Hydrogen Mixtures

The possibility of practical use of methane–hydrogen mixtures is already being suc-
cessfully implemented in public transport. However, there are still little literature data
on the risk analysis and safety of the use of such fuels. The authors of [107] came to the
conclusion that the use of Hythane mixtures is safer not only using hydrogen, but also
methane. This is due to the fact that methane–hydrogen mixtures combine the positive
qualities of hydrogen (high diffusion coefficient) and methane (lower flame propagation
velocity and narrower ignition limits). Modeling has shown that the explosive property of
the Hythane is not much higher than that of methane, and that for both of these fuels the
explosion pressure is significantly lower than that of hydrogen.

Since feasibility studies show that the use of pipelines for pumping large volumes
of hydrogen over long distances is currently the most profitable, the requirements for
their design and conditions for safe operation were carefully analyzed [82]. Among the
key provisions related to the use of methane–hydrogen mixtures analyzed in the NREL
report [83] were the safety issues of their use. One of the most important issues is the
maximum allowable concentration of hydrogen in methane–hydrogen mixtures, which
is explained by the special physicochemical properties of hydrogen, primarily its high
flammability. It is known that, in general, the risks associated with dealing with natural gas,
accompanied by severe consequences, are less significant compared to other large energy
systems. Small, up to 20%, hydrogen additions to natural gas pipelines lead to a slight
increase in the risk of ignition. The introduction of more than 50% hydrogen already leads
to a significant increase in all risks, including the probability and consequences of their
occurrence. Great attention is also paid to the strength of the pipeline material, especially
in the case of high hydrogen concentrations in high pressure systems. Greater risks are
also associated with the possibility of gas leakage from pipelines. Therefore, when using
methane–hydrogen mixtures, additional leak detection devices are required; this increases
the cost of equipment and its maintenance. In general, the modification of the safety of
natural gas distribution systems when transitioning to methane–hydrogen mixtures leads
to an increase in costs by about 10%.

Estimated costs of operating the existing natural gas transportation infrastructure for
hydrogen transportation show that such transportation of hydrogen will cost 30–50% more
than natural gas [108,109]. At the same time, the use of the existing infrastructure for the
transportation of methane–hydrogen mixtures makes it possible to reduce these costs, but
it is necessary to take into account possible risks.

The safety of operation of existing gas distribution systems on hydrogen-containing
mixtures will strongly depend on the concentration of hydrogen. In addition, compared
to methane, these mixtures are lighter, so the volumetric flow rate of the gas flow and gas
leakage at the same pressures in the system will be higher. To evaluate the behavior of
methane–hydrogen mixtures during their long stay in the pipeline system, experiments
were carried out to determine the level of stratification of these mixtures. The experiments
were carried out in closed cubic apparatus with a volume of 25 m3 both under natural
ventilation conditions and without it [110]. Two fuel mixtures were tested: 10% hydrogen:
90% methane and 30% hydrogen: 70% methane. The results of long-term experiments
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of these mixtures did not reveal their stratification into their constituent hydrogen and
methane, neither under conditions of natural ventilation, nor in its absence.

The effects of enriching natural gas with hydrogen on local flame extinction, com-
bustion instabilities and power output have been widely studied for both stationary and
mobile systems, while the issues of explosion safety for hydrogen–methane mixtures are
still under investigation. In work [111], experimental tests were performed in a 5 L closed
cylindrical vessel for explosions of hydrogen–methane mixtures in stoichiometric air. Differ-
ent compositions of hydrogen–methane were tested (from pure methane to pure hydrogen)
at varying initial pressures (1, 3 and 6 bar). Results have allowed the quantification of the
combined effects of both mixture composition (i.e., hydrogen content in the fuel) and initial
pressure on maximum pressure, maximum rate of pressure rise and burning velocity. The
measured burning velocities were also correlated by means of a Le Chatelier’s Rule-like
formula. Good predictions have been obtained (at any initial pressure), except for mixtures
with hydrogen molar content in the fuel higher than 50%.

An important problem is also the correct choice of an efficient technology for com-
pressing large volumes of hydrogen and the minimum gas mass flow rate. At low hydrogen
concentrations, only minor changes to the operation and maintenance of the existing gas
pipeline network are required. Some difficulties may arise at hydrogen concentrations
of 5–15% vol. At higher hydrogen concentrations 15–50%, these difficulties will become
more noticeable. Mixtures containing more than 50% hydrogen will already cause seri-
ous problems with pipeline material, safety and the need for significant modifications to
existing equipment. Therefore, at present, the least risks are associated with the use of
methane–hydrogen mixtures with a hydrogen content of less than 20% by volume.

Safety, compression and transportation of methane–hydrogen mixtures are studied in
the work [112]. The results of a study of the behavior of methane–hydrogen mixtures of the
compositions H2:CH4 = 10:90%, 25:75% and 50:50% in pipelines with an internal diameter
of 0.15 m and 1.0 m, obtained by mathematical modeling using the Aspen Plus code, are
presented. In pipelines with a diameter of 0.15 m, the value of the mass flow rate of the
mixture was 1.03 kg/s, 1.49 kg/s and 1.75 kg/s, and with a diameter of 1.0 m—269 kg/s,
383 kg/s and 449.5 kg/s. The various types of compressors were considered: traditional
four-section and 16-stage centrifugal. An analysis of energy losses in pipelines made it pos-
sible to establish the maximum safe distance for transporting methane–hydrogen mixtures,
depending on the internal diameter of the pipeline. It is shown that the area of hazardous
zones that arise around pipelines in the case of transportation of methane–hydrogen fuel
mixture is narrower than for natural gas. The issues of damage resistance of the pipeline
material were also investigated. Taking into account the effect of hydrogen concentration on
the combustion of the resulting fuel, it was concluded that for gas appliances for domestic
and commercial purposes, the safest and most effective hydrogen concentration is 15% [77].

To assess the risk of overpressure and high flame propagation velocity in MHM, flame
propagation in premixed gas mixtures with hydrogen concentrations in methane of 0%,
10% and 20% was experimentally studied at an equivalent ratio of 1 [113]. Dangerous
zones of overpressure occurrence in the pipeline were identified. With hydrogen content in
the mixture of 20%, the maximum overpressure was 1.266 MPa, and the maximum flame
velocity was 168 m/s (the initial pressure of the mixture is 1 bar).

It is important to ensure the accuracy and safety of measuring instruments when using
the existing gas infrastructure for transporting methane–hydrogen mixtures, in particular,
gas meters that determine the concentration of hydrogen. In addition, when designing
measuring equipment, it is necessary to ensure the safe thickness of the instrument case,
depending on the type of controlled gas fuel. Special safety requirements must be observed
when installing equipment in obviously dangerous areas. The work [114] tested the dura-
bility of membrane gas meters for controlling the supply of methane–hydrogen mixtures
with different hydrogen concentrations (0%, 5%, 10% and 15% vol.) in natural gas. In
the study of mixtures with a hydrogen concentration in the range from 0 to 15% vol., no
significant metrological differences were found in the average measurement error of gas
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meters. However, the accuracy of measurements was strongly influenced by the duration of
operation of the gas meter. This, however, did not depend on the concentration of hydrogen
in the mixture, but rather on the wear and tear and fragility of the internal parts of the
tested devices.

7. Conclusions and Perspectives

An analysis of the literature data indicates a wide front of research and development in
the field of the use of methane–hydrogen mixtures as a promising environmentally friendly
low-carbon fuel. The influence of the composition of such mixtures on the performance
characteristics of various types of engines, the level of emission of CO2, CO, nitrogen oxides
and unburnt hydrocarbons, the safety of operation and their durability is studied. The
general conclusion of most of these studies is that the use of methane–hydrogen mixtures
in internal combustion engines improves the performance of engines operating with a
separate supply of natural gas and hydrogen. The most important is the concentration of
hydrogen in the fuel mixture, which affects the main characteristics of fuel combustion
and determines the optimal operating conditions for engines. The analysis shows that the
safety measures and risks when working with methane–hydrogen mixtures with a small
content of hydrogen are similar to those that exist when working with natural gas.

Serious logistical problems are associated with the difficulties of using the existing gas
distribution infrastructure for transporting methane–hydrogen mixtures. Further research
is needed on the compatibility of pipeline materials with hydrogen and methane–hydrogen
mixtures and safety conditions for the operation of equipment with hydrogen or methane–
hydrogen mixtures. It is possible that, despite the need for huge investments, it will be
necessary to create a new infrastructure for the production, storage and transportation of
hydrogen and its mixtures with natural gas.

Serious studies are also needed on the economic and environmental feasibility of
transition to such energy carriers as hydrogen and methane–hydrogen mixtures in the
near future.

Thus, in our opinion, the most promising areas for the development of hydrogen
energy in the near future will be the increasingly widespread use of methane–hydrogen
mixtures with a hydrogen concentration of up to 20% for energy production and in the
domestic sector, as well as the wide appearance of low-tonnage hydrogen production plants
for use in urban transport.
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