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Abstract: Greenhouse gas emission into the atmosphere is considered the main reason for the rise
in Earth’s mean surface temperature. According to the Paris Agreement, to prevent the rise of the
global average surface temperature beyond two degrees Celsius, global CO, emissions must be cut
substantially. While a transition to a net-zero emission scenario is envisioned by mid-century, carbon
capture, utilization, and storage (CCUS) will play a crucial role in mitigating ongoing greenhouse gas
emissions. Injection of CO, into geological formations is a major pathway to enable large-scale storage.
Despite significant recent technological advancements, mass deployment of these technologies still
faces several technical and non-technical difficulties. This paper provides an overview of technical
milestones reached thus far in CO, capture, utilization, geological storage, monitoring technologies,
and non-technical aspects such as regulatory frameworks and related policies in the US and the rest
of the world. This paper describes different injection methods to store CO, in various subsurface
formations, the use of foams and the resulting potential gains in CO, storage capacity, the role of
nanoparticles for foam stabilization, and ensuring long-term storage safety. This work also addresses
several safety-related aspects of geological storage and subsurface monitoring technologies that may
mitigate risks associated with long-term storage.
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1. Introduction

Global climate change is evidenced by disruptions in historical geographical and sea-
sonal climate patterns. Persistent increases in the globally averaged surface air temperature
are prominent features of these changes. The average temperature of Earth’s surface has
increased by approximately one degree Celsius (1.8 degrees Fahrenheit) since the late 19th
century [1]. These changes have accelerated rates of the mean sea level rise [2]. Human
activities and the associated greenhouse gas (GHG) emissions, especially those emitted
since the industrial revolution, are the main culprits of the ongoing changes in the Earth’s
climate [3]. GHGs trap atmospheric heat [4] by absorbing infrared radiation from the
sun [5]. These gases comprise a range of substances whose atmospheric concentrations con-
siderably affect the global mean temperature [6]. According to the Fifth Intergovernmental
Panel on Climate Change (IPCC) Assessment Report, the most critical GHGs based on
their relative concentration and global warming potential comprise carbon dioxide (CO5,),
methane, nitrous oxide, chlorofluorocarbon-12 (CFC-12), hydrofluorocarbon-23 (HFC-23),
sulfur hexafluoride, and nitrogen trifluoride [7]. CO; accounts for approximately 76-79%
of annual global GHG emissions [4,6,8]. The monthly average Mauna Loa concentration
of CO; for September of 2022 was reported as 415.95 ppm [9]. In 2020, CO, emissions
comprised 79% of the total anthropogenic GHG emissions in the US, of which 92% were
due to fossil fuel combustion [10]. Despite a reduction in global energy demand and
CO; emissions by approximately 5.1% in 2020 due to the COVID-19 pandemic, the world
experienced a fast economic recovery in 2021. A 5.9% increase in economic output in
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2021 was associated with a 6% rise in CO, emissions, making 2021 the most significant
year-over-year increase in energy-related CO; emissions [11]. Developing Asian countries,
especially China and India, significantly contribute to increasing global CO, emissions [12].
CO; emissions must be substantially curtailed worldwide in all sectors of the economy to
prevent further global temperature rises [13]. To this end, the Paris Agreement was negoti-
ated in 2015 as a legally binding international treaty on climate change. This agreement was
adopted by 196 Parties at the twenty-first session of the Conference of the Parties (COP) in
December 2015 and entered into force on 4 November 2016 [14]. The main objective of the
agreement is “[h]olding the increase in the global average temperature to well below 2 °C
above pre-industrial levels and pursuing efforts to limit the temperature increase to 1.5 °C
above pre-industrial levels ... ” (Paris Agreement, Art. 2(1)(a)) [15]. The implementation
of the agreement requires significant economic and social transformations [15]. The energy
sector is responsible for approximately three-quarters of GHG emissions. To achieve the
Paris Agreement’s main objective, global CO; emissions must be reduced to net zero by
2050 [16]. This reduction will necessitate a complete transformation of our means of energy
production, transport, and consumption [17]. Climate-change-related problems and in-
creasing scarcity of natural resources compel the world community to better manage energy
demand and supply and transition to a sustainable energy system. Such a transformation
requires a combination of energy efficiency, renewable energy use (solar, wind, biomass,
hydroelectric, etc.), and carbon capture and storage [18].

Energy-related and industrial processes are responsible for approximately 80% of CO,
emissions [19]. According to the International Energy Agency (IEA), in 2020, about 78% of
the world’s energy needs were met by fossil fuels (e.g., oil, natural gas, and coal) and the
remaining 22% by nuclear, biofuel, hydro, and other sources [20]. These figures represent an
increase of 3% in renewable energy use, with electricity generation from renewable sources
having risen by 7% to account for approximately 29% of global electricity generation in
2020 [21]. A profound transformation from fossil-fuel-dependent to renewable-energy-
based systems enhances energy efficiency. The International Renewable Energy Agency
(IRENA) reports that renewables may account for up to two-thirds of the global primary
energy supply by 2050 [22]. According to a report by the IEA, solar PV and wind make
up two-thirds of the renewable energy growth. IRENA estimates that energy efficiency
and renewable energy can, together, contribute 90% of the mitigation measures needed to
reduce energy-related emissions. That means the energy-related CO, emissions must fall
by approximately 3.8% every year until 2050 to achieve levels 70% below today’s level and
meet the goals of the Paris Agreement [19].

Countries around the globe are making a concerted effort to increase the use of
renewable energy sources. China is a prominent example, as it became the largest CO,
emitter in 2019, accounting for approximately 27% of global CO, emissions [23]. More
than 86% of China’s primary energy consumption was accounted for by coal, natural gas,
and petroleum [24]. Despite these figures, China is also a leading country in terms of
installed renewable energy capacity. According to the IRENA, China generated about
329,000 MW of electricity from renewables in 2021. Meanwhile, the United States (US)
generated only about 133,000 MW, followed by Germany and India with 64,000 MW and
40,000 MW of generation, respectively [25]. In the US, about 20% of all electricity was
generated by renewable energies in 2021. Among different renewable sources, wind and
hydro power contributed the highest amount to power generation in 2021, while wind and
solar are expected to contribute more than 60% of the utility-scale electricity generation
capacity to the US power grid [26]. The European Union’s European Green Deal aims to
neutralize the EU’s carbon emissions by 2050 [27]. One of the main challenges of renewable
energy is the need to create a flexible energy supply similar to that of fossil fuels. Fossil-
fuel-based global systems can meet energy demands at the right time and place due to their
large-scale storage capabilities of energy-dense liquid, gas, or solids [28]. A shift towards a
more sustainable energy system has proven more challenging in some sectors, such as the
transportation sector, which still utilizes an increasing amount of fossil fuels [29]. The best-
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case energy transformation scenario will produce approximately 9.5 Gt of energy-related
CO; emissions in 2050. Energy transformation scenarios may reduce emissions by over
75%. The remaining 25% may be reduced through carbon capture, utilization, and storage
(CCUS); material efficiency; and the circular economy [19].

This paper addresses various fundamental aspects of CCUS, emphasizing foams and
the legal and regulatory frameworks necessary for at-scale geologic carbon sequestration.
This paper proceeds with a description of capture, utilization, and storage, followed by an
expanded review of various considerations with respect to injection methods; foams, long-
term storage, security, policy and regulations, and monitoring (see Figure 1). A description
of the conclusions completes the paper.

CCUS

Capture Utilization Storage

* Injection Methods

* Foams

* Long-term storage, security,
policy and regulations

* Monitoring

Figure 1. Scope of the paper.
2. CCUS

Significant amounts of CO, are produced and emitted into the atmosphere due to in-
dustrial processes [30]. CCUS is necessary to significantly reduce carbon dioxide emissions
in the near term [31]. The CCUS supply chain comprises capture and compression of CO,,
as well as transportation of CO; to utilization and geologic storage sites [32]. It is predicted
that carbon capture and storage will prevent about 32% of GHG emissions by 2050 [33].

The efficacy and adoption of utilization and sequestration of captured CO, depend
heavily on the availability of technology elements and favorable economic drivers. Leonzio
et al. [34] use a mathematical model to assess the optimal supply chain of CCUS in the
UK. Considering the net present value and the payback period of different utilization and
storage options, they concluded that the geologic storage of captured CO, is the most
economical pathway [34].

The US Department of Energy (DOE) reports that the US has more than 2400 billion
metric tons of CO; storage capacity in saline aquifers, unminable coal seams, and oil and
gas reservoirs [35]. A 2021 report by the IEA indicates that CCUS facilities around the globe
have approximately 40 Mt of capture capacity each year [36]. However, the applications
of CCUS technologies are complex. They depend on several factors, such as a detailed
understanding of geology, geoengineering, geophysics, environmental impact, and related
mathematical and computer science know-how [37].

2.1. Carbon Capture

CO; separation and capture technologies for flue gas streams are commercially avail-
able [36]. Examples include direct air capture (DAC), precombustion, post combustion, and
oxyfuel combustion [14].

2.1.1. Direct Air Capture

Unlike point-source capture from industrial sources, DAC refers to the capture of CO,
directly from the atmosphere and includes two main technologies: liquid and solid DAC.
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Liquid capture passes air through a solution, such as hydroxide, while solid DAC uses
solid sorbent filters that chemically bind with carbon dioxide [38,39]. The world’s first
and largest climate-positive DAC and storage plant, Orca, launched in September 2021
in Hellisheidi, Iceland. Orca is located near the Hellisheidi geothermal power plant, runs
entirely on renewable energy, and has around 4000 tons of CO, capture capacity yearly [40].
According to the IEA, there are 19 DAC plants currently operating worldwide, which
capture more than 0.01 Mt of CO; per year. An additional 1 Mt of annual CO; capture
capacity is in an advanced development stage in the US [38].

2.1.2. Precombustion Capture

The precombustion method refers to capturing and removing CO, before combus-
tion is completed [41]. Precombustion CO; capture is usually associated with high CO,
concentrations (15-60% by volume) and high-pressure and high-temperature process
streams [42,43]. In precombustion, fossil fuels are converted to syngas (a mixture of CO
and Hy). Syngas is typically produced by adding either steam (i.e., steam reforming) or
oxygen (i.e., partial oxidation or gasification) to the primary fuel. In both cases, the pro-
cess is followed by a water—gas shift reaction [44]. This water—gas shift reaction converts
CO and water to CO, and Hj-rich gas. CO; can be separated, and Hj-rich fuel can be
combusted [41].

2.1.3. Post-Combustion Capture

Post-combustion capture refers to removing CO, from the product flue gas stream.
CO, may be removed from hydrogen-rich gases using a physical solvent [12]. The main ad-
sorbents for the post-combustion process include activated carbon, metallic oxides, alumina,
and zeolites. Regeneration of adsorbents requires heat (temperature swing adsorption) or a
reduction in pressure (pressure swing adsorption) [45,46]. The leading post-combustion
technologies rely on adsorption, physical and chemical absorption, cryogenics separation,
and membranes [45,47]. Aqueous amine solutions (chemical absorption) are the most
mature technology for removing CO, from natural gas. Recent improvements in polymeric
membrane technology have enabled CO; capture from coal-fired power plants and related
combustion sources [48].

Dissolution of CO, requires high pressures, with CO, released once more as the pres-
sure drops. The precombustion approach does not require heat for solvent regeneration,
and the removed CO; can be released above atmospheric pressure. Therefore, precom-
bustion capture and compression of CO, may be twice as efficient as post combustion.
Disadvantages of precombustion capture include a loss of the potential for power gener-
ation due to the removal of CO that may otherwise be burned in the turbine to generate
power. Additionally, natural gas or syngas (conventional) turbines are more efficient than
hydrogen-burning gas turbines [49].

2.1.4. Oxyfuel Combustion

Oxyfuel combustion technologies are among the leading technologies for CCUS. The
main principle of oxyfuel combustion is the burning of the fuel using pure oxygen instead
of air, which allows for improved control over flame temperature and recycling of a portion
of the flue gas back to the furnace. The advantage of the oxyfuel method is that it generates
a highly concentrated CO, flue stream, which eases the post-separation process [50], and
it only requires CO, in most combustion systems [51]. The optimal oxygen concentration
for the oxyfuel process is approximately 97% oxygen purity [52]. Oxyfuel combustion in
power generation comprises four units: an air separation unit (oxygen production), a gas
turbine or boiler (heat generation), a flue gas processing unit (quality control system), and
a CO; processing unit (CO, purification, transport, and storage) [50].

The use of oxygen instead of air in oxyfuel combustion results in more efficient com-
bustion [53]; it decreases fuel consumption and helps to obtain more than 80% volume
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concentrated CO, stream, which makes purification easier through mechanical separa-
tion [51,54].

2.2. Utilization

CO;, is often considered a waste product in the context of flue gases. Recent crises
have led to the exploration of the use of CO; in various applications, which has turned
CO; into a potentially valuable product [55]. Through carboxylation reactions, CO, can
be employed to produce various chemicals [56]. Moreover, CO, can be directly applied
for compound extraction, e.g., in enhanced oil recovery (EOR), the food industry, and dry
cleaning [56]. CO; can also be incorporated into construction and building materials [55].
This paper classifies CO; utilization technologies into (i) CO; to products and (ii) geological
categories [57].

2.2.1. CO; to Products

CO; may be used as raw material in products such as beverages and food, inorganic
chemicals, fertilizers, fuels, agricultural goods, building materials, etc. [57]. Methanol,
formic acid, urea, cyclic carbonates, and salicylic acid are the most common products that
can be obtained via CO, [58]. The United States National Academy of Sciences (NAS)
categorizes CO;-based products into long-lived and shorter-lived products. Long-lived
COs,-based products are durable, with more than 100 years of carbon storage capacity. In
contrast, shorter-lived products may be recycled as part of the circular carbon economy
over a shorter time span [59].

CO, to Methanol

The idea of upgrading CO and CO, to produce methanol dates back to the 1970s [60].
Large-scale methanol production is possible through the following reactions [61,62]:

CO +2H, + CO50 1)
CO; + Hy +» CO + H,O 2)
CO, + 3H, + CO;0H + H,0 (3)

The first reaction is methanol synthesis from CO, the second is a reverse water—gas
reaction, and the third is methanol synthesis. Recently, Nobel Prize winner George A.
Olah advocated for a term called “methanol economy”, in which captured CO; from the
atmosphere and H, produced from renewable energy sources can be used to produce
methanol and used as fuel and raw material for synthetic hydrocarbons [63]. Although
hydrogen is considered a clean energy source and plays an essential role in the chemical
industry, it is not easy to store and transport, restricting its wide-scale adoption as an
energy carrier. On the other hand, methanol is an excellent H, source with low toxicity.
Low-chain alcohols are considered an alternative, more accessible pathway to transport
and store hydrogen [64]. Methanol may be mixed with conventional gasoline without
requiring technical modifications of vehicles [65]. Around 90% of methanol is produced
from natural gas [66].

CO; to Formic Acid and Urea

Urea is an essential product that can be obtained from CO;. Urea is the most widely
used synthetic nitrogen fertilizer and accounts for about 70% of worldwide fertilizer
usage [67]. Urea has a high nitrogen content (up to 46%) and is most commonly produced
through the following reactions [58]:

N, + 3H, — 2NHj 4)
CO, + 2NH;3 — NH,CONH, + H,0 (5)

Urea production requires fossil fuels, which leads to greenhouse gas emissions. In
urea production, natural gas is purified and converted to syngas in a reforming unit [68].
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Agriculture and other land use contribute significantly to GHG emissions, according to the
IPCC. These activities accounted for about 23% of anthropogenic CO, emissions between
2007 and 2016 [16]. However, the contribution of agricultural activities to the global
carbon cycle is complex. Nitrogen-based synthetic fertilizers can change forest carbon
distribution [69]. Results from a worldwide meta-analysis from 1998 to 2021 proved that
nitrogen fertilizers significantly decrease soil bacterial and fungal diversity, affecting the
soil’s important carbon content [70]. Adding nitrogen to soil also plays a critical role
in soil respiration. Soil respiration is also temperature-sensitive, and increasing average
global temperature and increasing nitrogen-based fertilizer usage can significantly affect
the cycle [71].

Formic acid is also an essential and often-used commodity in the chemical industry. It
can be obtained in various ways, including the CO, hydrogenation reaction shown below to
synthesize formic acid using CO, as raw material [72]. The worldwide production capacity
of formic acid is approximately 950 thousand tons per year [73].

CO, + H, - HCOOH (6)

Life cycle assessment of several CO,-based chemicals shows that CO,-based produc-
tion of formic acid reduces the environmental impact significantly [58,74]. Most of the
produced formic acid is used in silage for animal feeds, as tanning and dyeing agents
in the textile industry, as a coagulating agent for latex rubber production, and as a food
preservative [75].

2.2.2. Biological Sequestration

Photosynthesis is the conversion of solar energy into chemical energy by green plants
and certain other organisms. Carbohydrate molecules synthesized from water and CO,
can store this chemical energy [76]. The overall oxygenic photosynthesis reaction can be
expressed as [77]:

CO;, + H,O — (CHy O) + HO + Oy (7)

A single mature tree can absorb about 50 pounds of carbon dioxide annually. This
absorption rate means that approximately 200 billion trees are needed to remove the CO,
emitted in the US annually [78]. However, some microorganisms and microalgae have
higher carbon fixation rates than terrestrial plants [79]. Generally, there are two main
biological processes for biological carbon sequestration: (i) biomass for energy generation
with CO; capture and (ii) the photosynthetic systems of microorganisms [80]. Microalgae
can transport bicarbonate into their cells with as high as 90% efficiency and harvest 100%
of the biomass [81].

2.2.3. Geologic Utilization

Geological utilization of CO; mainly comprises applications for subsurface energy
extraction, including enhanced oil recovery (CO,-EOR), hydrocarbon production from
residual oil zones (ROZs), coalbed methane, and CO,-enhanced shale gas recovery [57].

CO,-EOR

The most substantial use of CO; is in enhanced oil recovery [55]. During the life of a
petroleum reservoir, the fluids are typically produced initially by a natural drive mechanism
such as a gas cap or dissolved gas expansion and saline water influx. This production
is possible until the reservoir pressure and oil production rates decline. At that point, a
secondary recovery phase, referred to as improved oil recovery (IOR), begins, which is
most commonly achieved by injecting water [82]. Under favorable conditions, primary
recovery and IOR may produce up to one-third of the oil that was originally in place. The
remaining oil, estimated to be more than 5000 billion barrels worldwide, may be accessed
and produced using EOR techniques such as “next generation” CO,-EOR [83]. Recovery
techniques that are applied after a primary and a secondary recovery phase are referred
to as tertiary recovery, and EOR often falls in that category, even though CO,; EOR may
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be applied during the secondary recovery phase, such as in the North Cross field in West
Texas [82,84]. CO-EOR has been studied and applied in several experimental projects
since the 1950s [85]. According to a recent report from the IEA, about 375 active EOR
projects supplied about 2% of the global oil supply in 2017, of which 166 were CO,-EOR
projects [86].

Most reservoirs under CO,-EOR projects are deep enough and are pressurized beyond
the minimum miscibility pressure (MMP) of CO; [87]. For reference, the Yates field in
West Texas is an example of an immiscible CO; flood [88]. Main CO, EOR mechanisms
include oil viscosity reduction, the oil-swelling effect, interfacial tension reduction, light-
hydrocarbon extraction, and miscible displacement if the reservoir pressure exceeds its
MMP [85]. The density of supercritical CO, approaches that of a liquid, but its viscosity
remains quite low [87]. CO; flooding approaches include CO, huff-n-puff, continuous
CO;, flooding, and CO, water-alternating-gas (CO,-WAG) methods [89]. Supercritical
CO;, flooding has been demonstrated to improve the oil recovery factor in unconventional
reservoirs [90].

Residual Oil Zones

A ROZ is defined as residual oil with respect to waterflood below the oil-water
contact (OWCQ) of a reservoir. ROZs are similar to classical reservoirs after a mature
waterflooding process, the difference being that ROZs have essentially been flooded by
natural aquifers [91]. Although primary or secondary oil production from ROZs is often
not economical, CO, flooding is a viable recovery technique [92]. Three primary types of
ROZs are identified [93]: (i) One type of ROZ happens because of a regional tilt of a basin.
This type occurs when an existing hydrocarbon reservoir (stratigraphic trap) is subjected
to a tectonically induced tilt [94]. (ii) Another type of ROZ is due to water invasion of
areas that are subject to migration of trapped oil through breached seals. (iii) The final
type of ROZ is similar to type one, the difference being that they are a result of changes
in hydrodynamic conditions of groundwater [93,94]. CO,-EOR is an increasingly used
technique for oil production from ROZs, especially in the Permian Basin [93,95,96]. ROZs
are also considered potential targets for long-term geologic carbon storage [97]. CO,
storage in ROZs is mainly impacted by reservoir heterogeneity and injection strategies [98].
For example, in the case of vertical CO, injectors, high ratios of WAG always result in
higher retention fractions; however, this process results in a reduction in cumulative
CO; injection. Therefore, different strategies may be applied depending on whether the
intention is to maximize oil production or enhance storage [98]. Since EOR contributes to
anthropogenic GHG emissions, whether CO,-EOR will result in a net CO; reduction is an
ongoing discussion. Comparisons indicate that one barrel of oil recovered by CO,-EOR has
a lower CO; emission than one barrel produced through primary recovery or IOR [55].

Enhanced Gas Recovery in Coalbed Methane

Coalbed methane (CBM) is considered an unconventional gas reservoir. Methane in
coalbeds is stored on the internal surfaces of microporous coal as sorbed gas near liquid
densities [99]. CBM is also called coal seam methane, coal seam gas, and coal seam natural
gas and may contain trace amounts of other fluids [100]. CBM can be a significant hazard
for coal mine development, with the potential for explosions ignited by different sources
during mining operations and causing severe causalities [101]. Since the 1970s, CBM has
been successfully developed into a commercially and economically sustainable product,
primarily in the United States and Canada [102]. Conventional CBM recovery is based on
the pressure depletion strategy of the reservoir. Removing water from the reservoir reduces
the pressure, and some gas desorbs from the coal [99]. The main problems associated with
CBM development are the low permeability of coal beds and high methane adsorption.
Therefore, CBM development techniques involve injecting various materials, including
water, CO,, and steam [103]. Injecting supercritical CO, in the coal seam can enhance
methane recovery considerably [104]. CO;-enhanced coalbed methane (ECBM) is based
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on competitive sorption between CO; and methane on coal. CO, has more significant
adsorption than methane, resulting in the desorption of existing methane when injecting
CO, into a coal bed [105].

2.3. Storage

The captured CO; must be permanently stored to mitigate the adverse effects on
the global climate [106]. Long-term CO, storage may be possible through underground
sequestration in sedimentary formations and carbon mineralization [107]. Between the
two, CO, sequestration in the subsurface is a mature technique and may be applied to
different sedimentary formations [106]. Geological formations can store massive amounts
of CO;. Examples include oil and gas reservoirs, deep saline aquifers, silicate formations,
and unminable coal streams [55]. It is estimated that up to 11,000 Gt of CO, may be stored
in subsurface formations. In contrast, the 2022 global energy-related CO, emissions reached
36.8 Gt [108].

Saline aquifers are brine-saturated layers of porous rock and are more extensive than
oil-and-gas-bearing rocks or coal streams [109]. Saline aquifers are estimated to hold most
of the overall geologic storage potential [110-112]. The estimations of this potential storage
fall within a wide range due to differences in assumptions such as density, characteristics of
aquifers, technological and economic constraints, and whether CO, remains as a separate
fluid phase or dissolves in brine. The upper limit of the storage capacity of saline aquifers is
uncertain due to insufficient geologic data [47]. Even though aquifers may be located near
stationary CO; emission sites [113,114], their depth and high concentrations of dissolved
salt contents make saline aquifers economically suboptimal. Hepple and Benson [115]
concluded that 90-99% of injected CO, is expected to remain effectively trapped over
thousands of years. Expertise related to transportation and injection aspects of geologic CO,
storage is readily available in the EOR community [116]. Although there is no universally
accepted definition of coal minability, some coal mines are accepted as qualitatively and
economically unminable. The reasons may include the mines being too deep, having poor
quality, and land use restrictions [117]. ECBM processes in unminable coal seams can
permanently store CO,. Although unamenable coal seams have a smaller CO, storage
capacity than other geological formations, it is estimated that about 3 to 200 Gt of CO; can
be stored globally in unminable coal seams [104].

Several industrial-scale CO; storage projects in saline aquifers are underway [112].
CO; injection in a saline aquifer has been operated in Canada to decrease H;S flaring
from sour gas wells [112]. The Sleipner project in the Norwegian part of the North Sea is
considered the first commercial CO; storage project in deep aquifers. Injection in Sleipner
started in October 1996, with 1 Mt of CO, injected yearly [118]. The In Salah project in
Algeria is another example of CO, from the production of natural gas sequestered in the
subsurface. This project is estimated to have saved the equivalent of 1.2 million tons
of greenhouse emissions every year since 2004 [119]. A similar CO; injection project is
implemented offshore in Norway in the Snehvit field. The injection started in 2008, and
the cumulative CO; injection is estimated to be equivalent to 2% of the total emissions of
Norway over 30 years [120]. The Weyburn project in Canada is a large-scale CO,-EOR
storage project estimated to store 50 million tons of CO; over its lifetime [121]. CO, injection
in saline aquifers is simpler than CO,-EOR, since aquifers contain only brine. Furthermore,
rates of injection into saline aquifers may be kept high while bottomhole pressures are
kept relatively low. In general, there are three main CO, storage mechanisms, namely
geochemical, geological, and hydrodynamic trapping [122] (see Figure 2). Amongst various
trapping mechanisms, the following are considered the most significant in saline aquifers:
structural, residual, solubility, and mineral trapping [114].
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Figure 2. CO; trapping mechanisms.

Mineral trapping is a permanent storage mechanism in saline aquifers. Injecting a
slug of brine after the completion of CO; injection may accelerate CO, dissolution [123].
Dissolved CO, reacts with the minerals in host formations and creates stable minerals
over geological timeframes [124,125]. Solubility also plays a vital role in geological storage,
depending on temperature, pressure, and salt content [126,127].

Since the goal is permanent geologic storage of CO;, safety and storage reliability over
the long term are paramount. As such, one must assess potential risks associated with the
formation and activation of fractures [55]. Hazards include possible leakage of stored fluids
through the caprock, degraded well cement, and transmissive faults and fractures [128].
Minimization of CO, mobility by mineralizing it into some form of the carbonate, such
as limestone or magnesite, will reduce the amount of free and mobile CO,. However,
mineralization may occur on the order of the geological timescale. Research into improving
and accelerating the mineralization process is ongoing in the community [129].

3. CO; Injection Methods

CO; flooding processes can be classified into miscible and immiscible, although CO,
is not immediately miscible upon first contact with oil in the reservoir. CO; is, in general,
soluble in crude oil at reservoir pressures above its minimum miscibility pressure (MMP—
defined as the lowest pressure at which dynamic miscibility develops between oil and
the solvent, i.e., injected CO;, [87,130]) but the process is achieved after multiple contact
miscibility processes [131]. Miscible CO; flooding effectively increases production rates and
recovery and extends the economic life of assets [84]. As such, one must always consider
the average reservoir pressure before CO, flooding versus MMP [132]. Miscibility depends
on reservoir pressure, depth, and API gravity [133]. In such cases, immiscible CO, flooding
may be a viable alternative [134]. Adel et al. [135] conducted several experimental gravity-
stable CO; floods below and above MMP to determine the oil recovery factor. Although
all miscibility conditions produced good recovery factors due to the gravity-stable floods,
those above MMP resulted in a better recovery factor (98%) than those below MMP (89%).
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Due to the lower density and viscosity of CO, than oil or water, CO; rises to the top of the
reservoir, resulting in fingering and poor volumetric sweep efficiency [135,136]. Figure 3
provides a summary of CO; flooding methods.

CO, flooding
|
| ]
Saline aquifers CO,-EOR
Miscible/Immiscible
| ] ] ] ]
Cont. Cont./Wtr WAG/Wat. TWAG/Witr. WAG/Gas

Figure 3. CO; flooding techniques: continuous CO, injection (Cont.), continuous CO, chased
with water (Cont./Wtr.), conventional alternating CO, and water chased with water (WAG/Wat.),
tapped alternating CO, and water (TWAG/Wtr.), and alternating CO, and water chased with gas
(WAG/Gas).

3.1. Continuous CO, Flooding

During continuous CO, floods, a CO; slug is continuously injected into the forma-
tion [87]. Compared to other CO, flood schemes, continuous CO, injection requires a
more straightforward system, which helps the project’s economics at the early injection
stage. Nevertheless, after breakthrough, the produced gas—oil ratio (GOR) rapidly increases,
necessitating high CO; separation and recycling capacity [137]. Continuous CO; floods
are often limited to two reservoir types: (i) reservoirs that are suitable for gravity-stable
displacements and (ii) those that are not suitable for water flood and may perform unfavor-
ably in response to water injection [138]. Although continuous CO; injection may require
more cumulative CO; volumes, it may perform better over the long term than other CO,
floods in terms of throughput and incremental oil production [139]. In some cases, such as
vertical downward CO, displacement projects, a lighter gas may follow CO; to maximize
gravity segregation and minimize gravity through channeling [87].

3.2. Continuous CO, Chased with Water

Continuous CO; chased with water is a CO, flood that includes injection of chase
water to help drive the CO; slug. This method is usually applied for low-heterogeneity
reservoirs [140]. Such reservoirs often require minimal gas recycling and retain much of
the injected CO,. Chase water immiscibly displaces the mobile miscible CO, slug [87].
Luis et al. [141] simulated several years of continuous CO, injection followed by chase
water injection. The results show an optimal CO, slug size for maximizing incremen-
tal oil production, and additional injection of CO;, does not improve oil recovery much
further [141].

3.3. Conventional WAG and Alternating CO, and Chase Water

Water-alternating gas (WAG) was proposed for EOR in 1966 [142]. The method aims
to improve the sweep efficiency of injected gas by utilizing slugs of water for mobility
control and front stabilization. WAG has a combined effect on increasing the displacement
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efficiency, whereby the injected gas improves pore-scale displacement efficiency and the
injected water improves the macroscopic displacement efficiency [143]. In CO, WAG, the
injected CO, reduces oil viscosity and mobilizes otherwise immobile oil [144]. Improve-
ments in recovery are especially notable for CO, when miscibility conditions are satisfied.
As a result, light oil reservoirs are often preferred because miscibility is achieved at lower
pressures [89]. During conventional WAG processes, a chase water slug is injected after the
final slug of CO; is injected [87].

The injected gas and water volumes are essential for optimal displacement efficien-
cies during WAG. Injecting excess amounts of water may result in lower displacement
efficiencies at the pore scale, and excess gas injection may result in poor vertical and hori-
zontal sweep efficiencies [145]. For example, a study of Iranian reservoirs shows that the
optimal WAG ratio is about one [146]. Chemical-alternating gas injection, called chem-
ically enhanced water alternating gas (CEWAG), is a modification of the WAG scheme
to improve performance. Other such examples include surfactant-alternating gas (SAG),
polymer-alternating gas (PAG), and injection of low-salinity alternating gas (LSWAG) [147].
Foam-assisted water-alternating gas (FAWAG) is another WAG-inspired EOR technique.
FAWAG may be considered an immiscible WAG injection method and may improve sweep
efficiency, reduce the GOR, and maximize recovery [148,149]. Modifying injected water
characteristics, such as its salinity, may also improve recovery by altering wettability and
suppressing crude oil snap-off and microdissection formation [150].

3.4. Tapered Water-Alternating Gas (TWAG)

In tapered water-alternating gas (TWAG), predefined CO; slugs are injected intermit-
tently and sandwiched between increasing water cycles until the total amount of CO; is
injected. This method aims to decrease CO, utilization for each incremental barrel of oil [87].
Simulations of conventional WAG and TWAG using uniform WAG ratios in homogeneous
and heterogeneous domains show that a 4-year water injection followed by a 1-year CO,
injection (4:1) TWAG ratio yields the highest oil recovery [151]. Simulated miscible WAG
and TWAG processes show that tapered WAG is more attractive for both homogenous and
heterogeneous media [152].

3.5. Alternating CO; and Water Chased with Water (WAG/Gas)

Alternating CO, and water chased with water is similar to conventional WAG, except
that once the designed CO, slug is injected, the CO, cycle is substituted with a less
expensive gas cycle. The advantage of using chase gas is its potential to limit the CO; slug
while maintaining miscibility [87].

4. Foams

CO; has a considerably lower viscosity than water and most crude oils. These dif-
ferences in viscosity often lead to flow instability and adverse mobility ratios during CO,
injection [136,153]. The resulting dynamics may cause viscous fingering and early gas
breakthroughs. Additionally, the adverse density ratio of CO; to resident fluids often leads
to gravity segregation and migration of CO, towards the formation’s upper part, resulting
in lower sweep efficiencies and inefficient gas storage and utilization [154]. To overcome the
undesirable flow dynamics induced by adverse viscosity and density ratios, one may elect
to decrease the mobility of the injected fluids, such as by using foams [155,156]. Application
of foam for fluid mobility control has been investigated for several decades [157]. The
main principle of foam flooding is to increase sweep efficiency by decreasing the mobility
of the gas phase [158]. CO, foams may be injected using surfactant solutions, a water-
alternating gas (WAG), or a co-injection scheme [159]. From a foam-generation perspective,
foam flooding approaches include (i) direct foam injection using a foam generator and
(ii) co-injection of gas and a surfactant solution using a WAG scheme [160]. The resulting
foam has a much higher apparent viscosity than its constituents, increasing flow resistance
in highly permeable zones and improving sweep efficiency [154,161,162]. Therefore, the
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application of foams is especially beneficial in heterogeneous reservoirs [163]. For modeling
purposes, simulation parameters may be estimated based on steady-state laboratory foam
experiments of the effects of foam quality on its apparent viscosity [164]. Apparent foam
viscosity is defined as

—kVp
Uy + Uy’

Hfoam,app = (8)
where k is permeability, Vp is the pressure gradient, and u,, and ug represent the flux of
the surfactant solution and the gas, respectively [164]. Foams are the dispersion of a large
amount of gas inside a relatively small liquid volume. Thin liquid films separate the gas
phase of the foam. Foams may be classified as wet or dry. Wet foams are composed of
spherical bubbles separated by relatively thick liquid layers. In dry foams, thin film layers
separate the bubbles. Foams with hydrocarbon-based fluids are referred to as nonaqueous
foams. Foams are usually generated by agitating a mixture of liquid and a foaming agent,
such as a mixture of a surfactant solution and gas [159,165].

4.1. Foam Characterization

Foams are characterized based on their quality and bubble sizes. Foam quality refers
to the gas fraction in the foam, and bubble size is the average bubble diameter and distri-
bution [159,165]. The quality of the foam is defined as the ratio of the gas volume to the
total foam volume (gas + liquid) for a given temperature and pressure. Foam quality (FQ)
is expressed as [166]

S ©)

where Vg, and Vi, refer to gas and liquid volume, respectively. FQ may be as high
as 95%. Average bubble size and distribution may vary widely from colloidal size up
to millimeters [165,167]. If the bubble size becomes larger, the foam is often less stable.
Foaming agents (surfactant) also play an essential role. Surfactants are selected based on
their foaming ability and the mobility and stability of the resulting foam [159]. The most
commonly used surfactants are chemical and industrial surfactants, which are usually
expensive and not environmentally friendly. Natural surfactants, such as Cedr extract
(Zizyphus Spina Christi), often have a smaller footprint [168]. A low FQ results in a
relatively low bubble count and apparent foam viscosity. At high FQ values, foams exhibit
relatively high viscosities [166]. Foam quality can be modulated by adjusting the flow rate
of the surfactant solution [169]. Results show that changing the flow rate of the surfactant
solution while keeping a fixed gas injection pressure produces different foam qualities.
Foam flow regimes in porous media are, at times, delineated into a high-quality and a
low-quality regime: the high-quality regime refers to scenarios with high gas fractional
flows (dry foam), and the low-quality regime refers to cases with low gas fractional flows
(wet foam). The high-quality regime corresponds with longer foam propagation distances
in low-permeability regions and flow diversion into low-permeability regions compared
with the low-quality regime [169]. Examining FQ in in situ foam generation in fractured
porous media with constant total superficial velocity and varying gas fractional flows
indicates that oscillations in the pressure gradient in varying gas fractional flows decrease
the time-averaged apparent foam viscosity [170]. CO, foam may also be generated by
replacing a portion of CO, with nitrogen to optimize foam quality and oil recovery during
EOR. Examining various gas ratios and FQs in supercritical CO;, /N, foams reveals their
improved stability and viscosity compared with CO, foams [171].

Nevertheless, higher FQs do not always translate to higher oil recoveries due to a
potential loss of foam stability [171]. The results of a series of steady-state CO, foam flow
experiments at reservoir temperature and pressure conditions and different flow rates and
foam qualities suggest that foam mobility may decrease with increases in FQ [172,173].
These results also show that foam mobility increases with increasing flow rates [172,174].
Increasing FQ has a direct nonlinear effect on foam strength until a maximum is reached,
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after which a linear strength decline is observed [175]. The results show an optimum
response at about 85% FQ, while an FQ of 95% quickly dried out, resulting in low foam
strength. High foam strength indicates the effectiveness and robustness of the given
surfactant in maintaining high dynamic surface tensions [175]. Apparent foam viscosity
has a relationship with the injected gas fraction, and FQ [164]. The foam’s apparent viscosity
has a high-quality and low-quality regime. The apparent foam viscosity increases with
increasing injected gas fraction in the low-quality regime. In contrast, in the high-quality
regime, it decreases as the injected gas fraction increases. In the low-quality regime, the
apparent foam viscosity increases with an increase in the injected gas fraction. In the
high-quality regime, the apparent foam viscosity decreases with an increase in the injected
gas fraction. The maximum apparent viscosity is observed at the boundary of two regimes
known as transition foam quality [164].

Maximum apparent viscosity is obtained at the boundary of the two regimes at a given
surfactant concentration and total superficial velocity. A transition in FQ is observed at the
border of the two regimes for a given gas fractional flow [164]. The higher (compared with
its constituents) apparent foam viscosity results in improved microscopic displacement
and volumetric sweep efficiency and increased storage capacity [176]. Experiments show
that apparent foam viscosity, which is a function of surfactant type, decreases as more
CO; is injected [176]. Results from a capillary viscosimeter constructed for measuring the
rheological properties of foams show that foams are pseudoplastic in nature, which is why
they have several orders of magnitude higher apparent viscosity than their gas or liquid
fractions [173]. It is essential to note the significance of the relationship between shear stress
and shear rate in understanding rheology [173].

4.2. Foam Stability

Foams are thermodynamically unstable and will eventually collapse. The term stable
in “stable foams” refers to a relative measure of stability in a kinetic sense. Several factors,
including interfacial and bulk solution properties, determine stability. Foam stability
may be assessed by measuring its half-life or average lifetime [159,177]. Foam stability
in porous media is often described as the combined effect of drainage, coalescence, and
coarsening. Coalescence is the merging of two or more bubbles and their impending
collapse. Coarsening is the diffusion of gas from one bubble to another due to capillary
pressure differences between neighboring bubbles [178]. Drainage is thinning of the liquid
film due to gravity or capillary suction.

The bulk foam test is an essential experimental method to determine foam stability and
formability. This test examines foam decay as a function of time (formability of foam) [179].
Foam injection is a dynamic process; foam is generated and coalesced during the injection.
Drainage and coalescence drive the decrease in the height of the foam in an open system.
Due to comparatively low diffusion rates, coarsening is insignificant during bulk foam
tests [178,180,181]. Half-life is another critical parameter that indicates absolute foam
stability. Half-life is the time it takes for foam height to decrease by half of its initial height.

A quantitative measurement known as dynamic foam equilibrium reveals the balance
between foam generation and collapse, which is not usually investigated during bulk foam
tests. The authors of ref. [154] investigated dynamic foam equilibrium, formability, and
stability in foams stabilized using nanoclays and amorphous fumed silica and different
surfactants [154]. Fan et al. [182] used molecular dynamics simulations to investigate
surfactant concentration, temperature, and pressure influences on CO, foam interfacial
tension (IFT) and stability. Results show that increasing the surfactant concentration
decreases IFT and increases foam stability, while increasing the temperature causes a
reduction in foam stability, with pressure having the opposite effect.

4.3. Nanoparticle-Stabilized Foams

Surfactant-stabilized CO, foams may experience instability caused by surfactant re-
tention in porous media and high-temperature reservoir conditions, which limits their
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applications in EOR [183,184]. One potential solution is the use of nanoparticles to further
strengthen and stabilize foams for subsurface applications [154,162,184-188]. Rognmo
et al. [189] experimentally proved that using silica nanoparticles to stabilize foam improves
its stability and enhances the associated storage capacity. Higher nanoparticle adhesion
energy to fluid interfaces than surfactants results in longer-lasting foams. Nanoparticle-
stabilized foams may be stable over a year, whereas surfactant-stabilized foams often
have a lifetime on the order of a few hours [184,190]. Experiments indicate that fly ash
and recyclable iron oxide nanoparticles with LAPB-AOS surfactant mixtures are effec-
tive in stabilizing CO, foams, with fly ash-stabilized foams being the more stable of the
two [183,191]. Results also show an incremental oil recovery of up to 90% of the oil that
remains after a waterflood due to NP-stabilized CO, foams [183]. Foams that are stabilized
with appropriately designed surface-modified nanoparticles show improved foam viscosity
and stability compared with surfactant-stabilized foams under elevated temperature and
pressure conditions for EOR and geologic CO; storage applications [192].

An essential advantage of nanoparticles for CO, foam stabilization is their ability to
irreversibly absorb at CO,—water interfaces and provide potential longer-term stability
than traditional dynamically adsorbed and desorbed surfactants [193].

Contact angle is a key parameter to explain particle behavior at interfaces. IFT values
between these phases regulate the contact angle between the surface of nanoparticles
with CO; and water. As indicated by Young’s equation (Equation (10)), the addition of
surfactants causes a decrease in cos(f) by reducing the numerator (ysc — vsw) at a higher
rate than the drop it causes in the denominator (ycw) [193]:

cosf = Jsc = rsw ’YSW, (10)
Ycw

where Ycw, Vse, Vsw represent CO, /water, solid /CO,, and solid / water interfacial tensions,
respectively. This decrease explains the reduction in hydrophilicity due to the adsorbed
surfactant. Other important mechanisms include lamella drainage, disjointing pressure
interfacial viscosity, and hole formation [193]. Even though direct inhalation of dry silica
has deleterious defects on human health, silica nanoparticles are considered environmen-
tally friendly and economically feasible for subsurface applications [194]. Surface-modified
nanoparticles enhance foam stability considerably [195]. For example, experiments show
the effectiveness of modified Fe304@SiO,-700 (700 pL coated with tetraethyl orthosilicate)
particles with a 68.5° contact angle in achieving a stable foam system [196] with the possi-
bility to recycle and reuse the nanoparticles. Polyelectrolyte complex nanoparticles are also
capable of developing highly stabilized lamella and environmentally friendly supercritical
CO; foams [197]. They may offer a path to decrease freshwater usage, create more resilient
lamella against surface tension variations at interfaces, and improve sweep efficiency.

4.4. Foam Formation Mechanisms

Foam formation may be accomplished by physical, chemical, or biological meth-
ods during the foaming process. Physical mechanisms involve mechanical foaming and
phase transition. Chemical mechanisms involve chemical or electrochemical reactions, and
biological mechanisms involve fungus-induced reactions. Foaming in porous media is ac-
complished by physical mechanisms [198]. There are three basic pore-level foam formation
mechanisms: gas bubble snap-off, lamella division, and leave-behind.

4.4.1. Snap-Off

The snap-off mechanism occurs when gas invades pore throats, followed by liquid
accumulation, eventually blocking the throat. Initially, a liquid lens forms but later drains
from the lamella with a rise in the capillary pressure at the throat [199]. As the bubble
penetrates the constriction and joins the stream, its expansion causes a decrease in the
capillary pressure gradient. Consequently, a pressure gradient in the liquid phase allows
flow from the surrounding liquid toward the neck of the constriction. This incoming liquid
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surrounds the extended gas bubble and promotes its snap-off once capillary pressure drops
below a critical level, which creates a separate gas bubble. Snap-off is the predominant
foam-generation mechanism [159,200].

Gauteplass et al. [201] investigated pore-level foam generation, propagation, and
sweep efficiency using a microfluidic model to accurately represent a sandstone sample
in terms of grain size, shape, and pore structure. Snap-off is observed both in the interior
of the porous network and at permeability discontinuities between the medium and the
fracture [201]. Examination of bubble behavior in single and cascaded pore throats in mi-
cromodels shows that bubbles penetrate and pass through the throat, creating asymmetric
dumbbell-like shapes. Due to the capillary effect, snap-off of the thin neck occurs in the
throat. Smaller bubbles downstream are called daughter bubbles. The size distribution
of these daughter bubbles may be systematically examined by changing capillary pres-
sure and pore-throat geometry. Experiments show that the sizes of the daughter bubbles
decrease with increasing capillary pressure following an exponential relationship [202].
The pore-throat geometry also plays a vital role in bubble breakup. An increase in the
pore-throat ratio or length of the throat causes a decrease in daughter bubble sizes. As such,
capillary snap-off is the predominant mechanism for bubble breakup in these pore-throat
structures [202].

4.4.2. Leave-Behind

The leave-behind foam formation mechanism dominates below critical velocity in
homogeneous formations [200]. Once gas invades a liquid-saturated zone, it seeps through
many interconnected channels. Usually, different gas fronts seep into the same liquid-filled
pores from different directions. Consequently, these fronts squeeze the liquid inside the
pore into the lamella. The stability of the lamella depends on the amount of surfactant in
the liquid phase. If enough surfactant is present, the lamella is stable; otherwise, it ruptures.

Leave-behind often occurs in highly connected porous media. Due to the formation
of many lamellas, gas pathways are blocked, which reduces the relative permeability to
the gas phase by creating dead-end pathways and blocked flow channels. This mechanism
generates a relatively weak foam [200].

4.4.3. Lamella Division

The lamella division mechanism requires a moving lamella, which means some foam
generation must already have occurred. Therefore, lamella division is considered a sec-
ondary foam-generation mechanism. The mechanism of lamella division is similar to the
snap-off mechanism. Separate bubbles may block or flow in gas pathways, which may hap-
pen several times at any given site and become more critical at higher gas velocities. This
phenomenon makes distinguishing snap-off and lamella division mechanisms challenging
without a pore-level examination [200], which is possible in microfluidic systems. Microflu-
idic platforms provide real-time fluid injection control and enable direct visualization of
foam generation, propagation, and transport. The main challenge with these platforms
is their inability to withstand high-pressure conditions, which may limit observations of
supercritical CO, foams [203].

5. Long-Term Storage, Security, Policy, and Regulations

Potential risks associated with underground CO, storage may be described using
the following five categories [204]: (i) CO, leakage to the atmosphere, (ii) potential CO,
pollution of groundwater and underground resources, (iii) induced seismicity, (iv) subsi-
dence of the earth surface, and (v) degradation of underground storage reservoirs. CO,
that is injected in geological formations may migrate out of the host reservoir and leak into
the atmosphere/biosphere. These potential leaks depend on the reservoir’s well and cap
rock integrity and trapping mechanisms [205]. Although CO, is a non-toxic constituent
of the atmosphere, high concentrations of CO, may pose problems. Uncontrolled leakage
of large volumes of CO, may accumulate near the surface and cause asphyxiation and



Energies 2023, 16, 3284

16 of 41

loss of consciousness to humans in the vicinity [206,207]. In 1986, more than 1700 villagers
and 3500 cattle were killed due to a significant CO, release from a natural underground
CO; reservoir near Lake Nyos in Cameroon [208]. The rate of CO; leakage from geological
reservoirs may vary, but releases/leaks of excessive amounts of CO, may be hazardous to
the environment and human life [206].

CO; leaks can also contaminate groundwater (including underground sources of
drinking water (USDW)), which may happen by either CO, directly leaking into aquifers
or as a result of the brine displaced by CO, entering the groundwater aquifer [209]. Many
groundwater sources, especially shallow ones, may be used for potable water, as well as
industrial and agricultural purposes. Once CO, dissolves in groundwater, it forms carbonic
acid, lowers the pH value, and may cause unintended effects such as the mobilization
of toxic metals, chloride, and sulfate [206]. Metal contamination of groundwater can
cause exposure to carcinogenic materials and harm human health. The EPA regulates
the number and allowable concentrations of these inorganic contaminants. For example,
12 toxic cations, including strontium and molybdenum, were mobilized in a pilot project
of the DOE [210,211]. The impact of leaked CO, on groundwater quality also depends its
geochemical evolutionary processes, such as reaction time [212]. Another primary concern
regarding CCUS is induced seismicity and leakage of CO, from fractures or fault slips due
to the high injection pressure [213]. CO; injection may cause an increase in pore pressure
and a reduction in effective stress, which may cause an expansion in reservoir rocks and
deformation of the overburden [214]. The increased pressure and the straining of reservoir
rock may cause small seismic events, which may be observed via geophones. Factors
such as in situ stress, injection pressure, and the existence of fractures, amongst other
rock properties, can trigger these microseismic events [215]. These microseismic events
are usually observed in CO; storage sites or different injection operations and may be
used in underground monitoring of injected fluid flow [215-217]. In the 1960s, several
earthquakes between 3 and 4 Richter magnitude were observed near Denver, Colorado,
due to fluid disposal operations in reservoirs. Earthquakes are directly connected with
injection activities and changes in pore pressure [218].

5.1. Long-Term Storage

The geologic storage of CCUS involves various risks, including the potential endan-
germent of USDWs to induced seismicity. In the US, these risks are primarily addressed
through Class VI permitting under the Underground Injection Control Program of the Safe
Drinking Water Act. The Class VI program applies to the full lifecycle of CCUS projects:
(i) site selection and characterization, (ii) operations (e.g., CO; injection), (iii) post-injection
site care, and (iv) site closure. The Class VI program comprehensively and extensively
addresses all relevant risks in those phases. According to the 2005 IPCC’s Special Report
on Carbon Dioxide Capture and Storage [47,219]:

“Observations from engineered and natural analogs as well as models suggest that
the fraction retained in appropriately selected and managed geological reservoirs is very
likely25 to exceed 99% over 100 years and is likely20 to exceed 99% over 1000 years.
For well-selected, designed, and managed geological storage sites, most of the CO, will
gradually be immobilized by various trapping mechanisms and, in that case, could be
retained for up to millions of years. Because of these mechanisms, storage could become
more secure over longer timeframes”.

Nonetheless, the safety of long-term storage can be a concern for the public, partic-
ularly in the long-term stewardship phase of a project, which commences after a site has
been closed and the Class VI program ends. These concerns may be magnified by the need
to store CO, in the subsurface on timescales on the order of 10,000 years [220]. For optimal
storage capacity, suitable reservoirs have pressure and temperature conditions that ensure
CO; remains supercritical [110]. Injection of CO, in the liquid state may create cold regions
around wellbores and affect long-term rock mechanical stability. Injection at the beginning
of the process can also specifically damage reservoirs and caprocks. Therefore, special
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attention must be paid to the first month of injection [221], and interactions among CO5,
water, and rock are important during the injection stage [222]. Busch et al. [223] studied
the effect of several factors that influence caprock seal integrity for CO; storage. The risk
of fracture generation in the reservoir and caprock is based on the production history of
the reservoir, and wells pose high-potential leakage pathways. Chemical alterations affect
physical properties of wellbore cement. Once CO; reaches the resident brine, permeability
may be decreased near the front, lowering the risk of leakage in abandoned wells [224]. The
pressure may be well below its fracture pressure in many depleted hydrocarbon reservoirs.
Therefore, the risk of injecting CO; into these reservoirs is reasonably low. In contrast,
for deep saline aquifers, CO, injection, especially at the beginning, may be closer to the
fracture pressure [225].

The capillary threshold pressure, effective permeability (especially once the system
pressure exceeds the threshold pressure), diffusion through water-filled pore volume, and
adsorption play essential roles in cap rock/seal integrity [223]. Among potential geologic
CO; storage sites, depleted oil and gas reservoirs are often the safest candidates because
they can safely contain oil and natural gas over geological timescales [47].

5.2. CO; Storage Policy

The geologic storage of CO, has been in the commercial sphere for some time. Natural
CO; domes, such as McEImo Dome in Colorado, are understood to have stored significant
volumes of natural CO, over geologic time [226]. Formations such as McElmo Dome have
been accessed for many decades to produce CO; that is used for CO,-EOR. Meanwhile,
“[t]he first carbon capture plant was proposed in 1938, and the first large-scale project to
inject CO; into the ground launched in the Sharon Ridge oilfield in Texas in 1972. Around
24 years later, Norway launched the world’s first integrated carbon capture and storage
project, known as Sleipner, in the North Sea [227]”.

In terms of regulations, Class II of the UIC program, which governs, in part, the
injection of CO; for use in EOR, was implemented in the 1980s [228]. Class VI of the UIC
program, which specifically applies to the injection of CO; in deep geologic formations
unsuitable for CO,-EOR and other productive activities, was finalized in December 2010
by the US Environmental Protection Agency (EPA) [229].

As a matter of international climate policy, the 2005 IPCC special report referenced
above marked a watershed in that it reflects a consensus view of international expectations
that geologic storage, if properly regulated, would be environmentally safe. Furthermore, in
2005, the 1997 Kyoto Protocol entered into force [230,231]. In particular, the Kyoto Protocol’s
Clean Development Mechanism considers various methodologies to implement CCUS
projects to generate CO, credits—specifically known as Certified Emission Reductions;
however, no projects were ever approved under the mechanism. CCUS is expected to play
a significant role under the Paris Agreement, which replaced the Kyoto Protocol; however,
the jury is still out on this matter. Numerous climate modelers have concluded that CCS
is needed to achieve the Paris Agreement’s goals [232-235], and several countries have
indicated their intent to pursue CCUS projects to achieve their country-specific climate
commitments via nationally determined commitments under the Paris Agreement [236].

For many years, Congress has implemented incentives for CCUS, including but not
limited to the section 45Q tax credit for “carbon oxide sequestration” [237,238]. In 2005,
DOE launched its carbon sequestration program [239]. Since then, Congress has authorized
and appropriated tens of millions of dollars to the DOE to support basic research on
CCUS-related technologies (e.g., capture technologies) and applied research (e.g., DOE’s
CarbonSAFE program). For these and other reasons, the US is the leading country in carbon
capture projects, with about 13 commercial-scale carbon capture facilities with 25 million
tons of annual CO; capture capacity as of February 2021 [240].
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5.3. Well Classes and Related Regulations

Injection and abandoned wells are likely sources of CO, from underground reser-
voirs [47]. Well integrity studies categorize wells according to their purpose, such as wells
used for injection and monitoring of CO, production and those that are abandoned [128].
In the US, state-level institutions have primacy regarding pre-existing policies for CO,
injection. However, as noted above, the EPA’s UIC Program is the main regulatory program
governing injection well policy [239]. The EPA’s UIC program distinguishes six different
classes of injection wells based on factors such as their type and depth of injection and their
potential to endanger USDW [241] (see Table 1).

Table 1. The EPA’s well classes (adapted from [241]).

Well Class Description Examples Requirements
e  Siting
Industrial and e  Petroleum refining e  Construction
Class I municipal waste e  Metal/food/chemical production e  Operation/monitoring/testing
disposal Municipal wastewater treatment wells e  Record keeping
e  Closure
e  Construction
. Disposal wells e  Operation
Class II Oll.—a.nd-.gas-related . Enkﬁmced recovery wells . M}z)nitoring and testing
injection wells Hvd bon st I R "
ydrocarbon storage wells . eporting
e  Closure
e  Tubing/casing/cementing
e  Uranium e  Well pressure testing
cl . . e  Salt e  Monitoring of injection
ass I1I Mining solution wells
o  Copper pressure and flow rate
e  Sulfur mines e  Monitoring of USDWs
Closure
Shallow hazardous
Class IV and radioactive The EPA banned the use of these wells in 1984
injection wells
e  Stormwater drainage
Shallow wells e  Septic system leaching Operation of these wells is
Underground e  Agricultural drainage “authorized by rule”, meaning that
Class V injection wells Of e  Aquifer storage and recovery they can be opera.te.d W,lthout a
non-hazardous fluids Complex e Geothermal electric power permit as long as injection does
Class Vwells o  Deep injection wells for not endanger USDW
salinity control
e  Siting
e  Construction
Class VI Geological Injection of CO; into deep geological formations *  Operation
sequestration of CO, o  Testing
e  Monitoring
e  Closure

Class I: This class comprises industrial and municipal waste disposal wells. This
class may be used to inject hazardous and non-hazardous waste in deep, confined rock
formations thousands of feet below the lowermost USDW. Examples include wells used
in industrial processes such as petroleum refining; chemical, pharmaceutical, and metal
production; commercial disposal; food production; and municipal wastewater treatment.

Class II: This class is meant exclusively for oil and gas production and the injection of
related fluids. These fluids include brine that is produced along with oil and gas. Class
II wells usually fall into three categories: disposal wells, enhanced recovery wells, and
hydrocarbon storage wells.
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Class III: This class is used for dissolving and extracting minerals in the mining
industry. Minerals extracted with this method include uranium, salt, copper, and sulfur.
In the US, more than 50 percent of salt and 80 percent of uranium extraction involve class
3 wells.

Class IV wells: This class was used to inject hazardous and radioactive waste into
shallow geological formations, including USDW. The EPA banned the use of these wells
in 1984.

Class V: These wells are used for the injection of non-hazardous fluids into or above
USDW. Most of these are stormwater drainage wells, septic system leach fields, and
agricultural drainage wells. Disposal of this water may threaten groundwater quality if not
managed properly.

Class VI: The EPA distinguishes class VI wells specifically for geologic sequestration
of CO; in deep formations. There are specific requirements for class VI wells that address
siting, construction, operation, testing, monitoring, and closure. The use of these wells is
not mature, and the EPA maintains an inventory of permitted class VI wells.

The EPA has delegated UIC program primacy for all injection well classes. For class
VI wells, the EPA holds direct implementation authority in all states except Wyoming and
North Dakota. These two states have primacy for all well classes [242].

Storage Policy in Europe

There are three main international conventions of particular relevance to the storage
and transportation of CO; in Europe: the Basel Convention, OSPAR, and the London Con-
vention and Protocol [243]. The Basel Convention addresses the control of transboundary
movements and disposal of hazardous waste; it was adopted in 1989 in Basel, Switzer-
land, and entered into force in 1992 [244]. The OSPAR convention is an amendment that
allows the storage of overwhelmingly pure CO; in subsoil geological formations with the
intention of permanent storage without any adverse effects on the marine environment
and human health [243,245]. In contrast to the Basel agreement, the London Convention
and Protocol may represent a legal barrier to the transboundary movement of CO, for
storage in subseabed geological formations. This protocol mainly focuses on prohibiting
the dumping of waste and preventing pollution of the seas [243,246].

It is estimated that about 80% of Europe’s CO, storage capacity is in saline aquifers [243].
The European Commission published specific guidance for implementing the CCUS direc-
tive, which contains guidelines for CO, storage complex characterization, the composition
of the injected CO, stream, monitoring, and corrective measures. The guidance explicitly
mentions monitoring as a critical activity for ensuring the safety of geological storage [247].

Considering all policies related to CO, storage, monitoring is often a crucial require-
ment. The main objectives of underground CO, storage monitoring are to ensure storage in-
tegrity, ensure safety requirements for subsurface activities during and after the operations,
and ensure that the injection process occurs as planned and in the target formation [248].

6. Monitoring

Monitoring and surveillance refer to close observation of the host formation and
the stored fluids. The distinction between the two is that monitoring may also comprise
analysis and prediction components, making it more active in contrast with surveillance,
which is more passive [249]. Monitoring in industrial systems often includes sensing,
measurements, and feedback. Monitoring may also imply the presence of an alarm when
system parameters exceed specific tolerances [249].

In underground CO, sequestration projects, monitoring usually includes monitoring,
verification, and accounting, and accounting (MVA) technologies and is considered an
essential part of safe, effective, and permanent geologic CO; storage operations. MVA
technologies are typically classified as those that are meant for (i) atmospheric, (ii) near-
surface, and (iii) subsurface applications related to ensuring the safety of injected CO, [250].
Atmospheric monitoring tools are based on measuring the density and flux of the CO,
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above CO, storage sites. Near-surface monitoring technology measures CO, between the
top of the soil and the shallow groundwater zone. Subsurface monitoring technologies

include reservoir depth techniques for CO, detection [251] (see Figure 4).
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Figure 4. Various CO, monitoring, verification, and accounting technologies.

In general, geological CO, sequestration projects comprise six stages: (i) site selection

and characterization, (ii) site preparation and construction, (iii) CO; injection operations,

(iv)

post-injection site care (PISC), (v) site closure, and (vi) long-term stewardship. Mon-

itoring is critical in all these stages and, in a broader sense, includes technologies to
characterize the site, plan and manage the site’s construction, and perform post-closure
surveillance [252,253].

In the US, monitoring requirements arise in different legal and policy contexts. These

contexts include but are not limited to the following:

O]

(i)

(iii)

Monitoring to protect USDWs: Class VI regulations of the underground injection
control program under the Safe Drinking Water Act impose monitoring requirements
to protect USDWs.

Monitoring for purposes of reporting CO, emissions in the atmosphere: EPA’s GHG
Reporting Program (GHGRP) requires entities engaged in specific commercial ac-
tivities to report their atmospheric emissions of GHGs to enable their tabulation.
Monitoring of CO, in geologic storage primarily arises under Subpart R.R. of the GH-
GRP (“Geologic Sequestration of Carbon Dioxide”). Holders of Class VI permits must
report under Subpart R.R. and implement EPA-approved MVA plans [254]. Compa-
nies engaged in CO, EOR injection under Class II permits may opt into Subpart R.R.
Monitoring to obtain federal tax incentives: The primary federal tax incentive for the
geologic storage of CO, arises under section 45Q of the federal tax code (26 U.S.C. §
45Q)). Credit amounts vary by activity, but the general principle is that CO, must be in
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“secure geological storage” (see, e.g., id. § 45Q(a)(3)(B)). Via regulation, the Secretary
of the Treasury has stated that to satisfy the “secure geological storage” requirement
and thus be eligible to obtain the tax credit, taxpayers must either (i) report under
Subpart R.R. of the GHGRP to include its M.R.V. requirement, as discussed above; or
(ii) comply with ISO standard 27916 (“Carbon dioxide capture, transportation, and
geological storage—Carbon dioxide storage using enhanced oil recovery (CO,-EOR)”.
On 21 June 2022, the EPA proposed that taxpayers reporting under ISO standard 27916
report under a new set of GHGRP regulations, i.e., Subpart V.V. (87 Fed. Reg. 36920).

(iv) Monitoring to comply with state GHG programs: Some states—most notably
California—separately regulate GHG emissions and/or the carbon content of trans-
portation fuels under programs known as low-carbon fuel standards (LCFSs). Califor-
nia’s LCFS, for example, explicitly recognizes the geologic storage of CO,, provided it
is conducted following a California Air Resources Board (CARB) protocol (“Carbon
Capture and Sequestration Protocol under the Low Carbon Fuel Standard” [255]).
CARB’s CCUS protocol separately imposes a variety of CO, monitoring requirements.

(v) Monitoring to obtain carbon offsets. Carbon market registries—the American Carbon
Registry and Verra—are advancing various methodologies enabling eligible CCUS
projects to monetize their activities by creating carbon offsets. Once finalized, those
methodologies will also address monitoring.

In the EU, monitoring techniques are regulated by the European Commission under
the European CO, Storage Directive, which specifies monitoring of several mandatory
items, including fugitive CO, emissions at the injection facility, volumetric flow of CO; at
wellheads, CO; mass flow, chemical analysis of injected materials, reservoir temperature,
and pressure measurements for determining CO, phase behavior and state. The directive
requires “zero detectible leakage” before operators close the site and transfer responsibility
to national authorities [247,256].

6.1. Atmospheric CO, Monitoring Technologies

Early atmospheric detection of CO, from CCUS sites is essential for taking remediation
action and ensuring public safety [257]. Measurement of CO, concentrations at the surface is
also required for safe geological CO, storage [257]. According to the US DOE, atmospheric
CO, monitoring tools are classified into three main types: (i) optical CO, sensors, (ii)
atmospheric COj tracers, and (iii) eddy covariance (EC) flux measurement techniques [251].

6.1.1. Optical CO, Sensors

A sensor is a tool for detecting an analyte’s concentration or other physical parameters
over a continuous timeframe. Sensors can be classified as physical or chemical sensors
depending on the source of the signal. Physical sensors detect physical properties, while
chemical sensors detect signals from chemical reactions [258]. CO, sensors have two main
types: non-dispersive infrared (NDIR) sensors and ceramic sick film gas sensors. NDIR
sensors use an optical sensing principle and often have higher accuracies and long-term
stability [259]. Many gases have a unique infrared adsorption signature in the 2-14 um
range. Analysis of adsorption spectra of gas or liquid mixtures allows for identification and
quantification of each chemical based on its unique characteristic wavelength [260]. This
primary infrared signature enables the detection of CO, using optical fibers to transmit
light in the given range. For example, chalcogenide optical fibers can transmit light between
1 and 6 pm and are candidates for fiberoptic CO, sensor development [261]. Atmospheric
CO; monitoring techniques are applied in potential CO, leak areas. The authors of [262]
developed and tested mobile open-path laser techniques near the ground surface at a
geologic CO, storage site. This method successfully detects significant gas venting zones.
The authors of [257] developed and tested a mobile system for detecting CO, leaks in CCUS
sites. The mobile system operates based on measuring O, /CO, concentration ratios and
can determine plumes with as little as 100 ppm CO, concentrations.
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6.1.2. Atmospheric CO; Tracers

Chemical tracers such as SF6 are useful for subsurface monitoring of CO,. Low
concentrations of these tracers may be added to the injected CO; to help detect and
quantify leaks. Other gases, such as CH4 or CO from fuel or biomass combustion, may be
used as atmospheric CO; tracers [263]. Carbon dioxide isotopologues with isotopic values
different from those of many natural CO, sources may accompany the injected CO, and
be used as tracers. The Otway carbon capture and storage project in Australia is the first
CO, geological storage project with a comprehensive atmospheric monitoring program,
including the use of atmospheric tracers [264]. Simulations of the Otway project show that
even one micromolar concentration of SF6 added as a tracer to CO; can be more easily
detected [265].

6.1.3. Eddy Covariance Flux Measurement Methods

The eddy covariance method allows for measurement of heat, mass, and momentum
exchanges between flat, horizontally homogeneous surfaces and the overlaying atmo-
sphere. The flux density between the surface and the atmosphere may be calculated using
the covariance between turbulent vertical wind fluctuations and the quantity of inter-
est [266]. This method may measure CO, fluxes above the treetops and quantify on-site
CO; emissions [267]. The CO, flux measurement technique can be an open- or closed-path
system [268]. Closed-path measurements can be performed by calculating the covariance
between vertical windspeed and the density of CO, obtained from a closed-path ana-
lyzer. On the other hand, sonic anemometers are used for open-path measurements [269].
Sampling of gases with a closed-path system may cause flux losses, which may cause
inconsistent flux measurements. Therefore, some corrections may be needed when us-
ing closed-path flux measurements [270]. Lewicki et al. [271] used the eddy covariance
technique to detect surface CO; leaks from two subsurface sources. After site-specific
experiments, they concluded that the eddy covariance method is a promising tool for
monitoring geological carbon sequestration projects.

6.2. Near-Surface CO, Monitoring

Near-surface CO, monitoring techniques, as summarized below [250], track the near-
surface presence of injected CO,.

6.2.1. Geochemical Monitoring

Geochemical monitoring includes shallow groundwater sampling, hydrocarbon sam-
pling, soil gas sampling, geochemical fluid sampling, reactive transport modeling, CO,—
brine-rock interactions, pore-scale mineral alteration, and modeling of CO; in aquifers [272].
CO;, is usually injected with water to decrease CO, mobility, especially during EOR. The
brine’s pH value and carbon dioxide-water mixtures’ acidity can vary in miscible CO,
floods, which may dissolve carbonate minerals in the formation and cause changes in
permeability [273,274]. Furthermore, during storage in saline aquifers, aqueous solutions
are displaced due to the low compressibility of water. These solutions contain highly saline
brine, which is considered ecologically toxic in shallow environments. Several technologies,
such as pump tests, wireline sampling, sensor-based systems, and side coring, are available
for geochemical monitoring in deep and shallow environments [275]. The U-tube sampling
methodology developed in [276] is a convenient method for collecting large volumes of
multiphase samples at in situ pressures. Zimmer et al. [277] developed a real-time geo-
chemical monitoring tool and tested it at the CO,SINK project in Ketzin, Germany. The tool
uses a phase-separating membrane to separate dissolved gas from fluids, and the collected
gases are analyzed by a mass spectrometer.

6.2.2. Surface Displacement Monitoring Tools

Subsurface deformation due to the injection or extraction of fluids can be measured
using various measurement techniques such as differential global positioning systems
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(DGPSs), tiltmeters, and interferometric synthetic aperture radar (InSAR) [278]. Using these
techniques in the oil and gas industry has proven economical and technically effective [279].

High-resolution GPS surveys can measure surface displacement due to injection.
Permanent GPS stations or monuments offer high accuracies, high temporal sampling,
and accurate monitoring of surface displacements [280]. DGPS is an mm-level monitoring
technique that uses a minimum of two GPS receivers and sophisticated Kalman filtering
to measure horizontal and vertical motion. This system’s setup requires placing one GPS
receiver in an area that is expected to be relatively motionless and another receiver in the
area of interest [278].

Interferometric synthetic aperture radar (InSAR) provides high-precision, large-scale,
surface-based deformation results for oilfield monitoring. Currently, InNSAR is a cost-
effective and promising ground monitoring technology [281]. This technology is based
on phase delay measurements of a radar wave or microwave to establish points of dis-
placements on the surface of interest. Satellite-based and airborne systems may be used
for mapping and have successfully measured earth surface deformations [282]. INSAR is
effectively applied to the In Salah geological CO; storage project in Algeria. Data analysis
shows that an injected mass of 3 million tons of CO, resulted in 5 mm of surface displace-
ment per year [283]. Satellite images usually cover 2500-10,000 square km, which may be
adequate to cover multiple CCUS project areas [278].

Tiltmeters are instruments that work based on a highly sensitive electrolytic bubble
level. A high-tech carpenter’s level can measure movements of lilt as small as one nano-
radian. These tools can be deployed in surface arrays on wellbores to map fracture height
and other parameters. During CCUS projects, surface arrays are usually applied to collect
intensive data that are often processed through a geomechanical inversion [278].

6.2.3. Ecosystem Stress Monitoring Tools

Elevated levels of CO, may induce changes in the soil that stress the vegetation.
Therefore, vegetative stress level measurements may indicate a CO; leak at geologic CO,
storage sites. Tools such as aerial photography, satellite imagery, spectral imagery, and
known baseline regional information may detect vegetative stress. Spectral images of
vegetation reveal changes in the light reflectance of leaves, which correlate with CO; levels
in the soil [250].

6.3. Subsurface CO, Monitoring

Subsurface monitoring is explicitly required under Class VI to protect USDWs [284].
The main objectives of subsurface CO, monitoring include monitoring of the evolution of
the dense-phase CO; plume, assessment of high-pressure areas caused by injection, and
determination of the limit of pressure and CO, migration paths within acceptable areas of
the reservoir. The main subsurface CO, monitoring tools are discussed below [250].

6.3.1. Well Logging

Wireline logging is a technique that covers a wide array of measurements by trolling a
sonde through the wellbore and obtaining continuous data on the surface from the sensors.
Some of the most common wireline logs include gamma-ray density, formation resistivity,
temperature and pressure, self-potential, acoustic velocity, and new and sophisticated
tools such as formation microimages (FMI) and those that use nuclear magnetic resonance
(NMR) [285].

In previous studies, injected CO, was successfully monitored using standard oilfield
tools. The authors of [286] developed a technique for monitoring miscible CO, flooding in
fiberglass-cased wells with wireline logs. Three-phase saturation (oil, CO,, and water) was
monitored using resistivity and neutron logs. The authors of [287] used pulsed neutron
logs to monitor CO; sequestration in saline aquifers. The results explain how the migration
and accumulation of CO, occur in reservoirs by quantifying fluid saturations within the
reservoir [287]. Neutron logs yield porosity data and are responsive to the amount of
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hydrogen associated with the water in the formation. During CO, injection, neutron
porosity decreases, and using the ratio of change between baseline data and each log
data point helps to determine CO; saturation [288]. Xue et al. [289] used induction, sonic,
and neutron logging tools to determine CO; breakthrough in Japan’s Nagaoka geologic
CO, sequestration pilot site. Sonic and neutron logs show similar but superior CO,
distribution data compared to induction logs. Estimation of CO; saturation values is based
on measuring reductions in sonic or P-wave velocities and increases in resistivity [289].
Sonic logs may acquire P- and S-wave velocities. Small amounts of CO, present in the
formation may result in drastic P-wave velocity reductions because of the sensitivity of
P-waves to propagation speed differences between water and CO, [288]. Sakurai et al. [290]
used a pulsed neutron tool to monitor saturation through thermal neutron absorption
cross-section changes. The significant contrast of sigma values between CO, and water
enables the estimation of water and CO, saturations. Despite the availability of these tools,
it is rather challenging to determine CO, saturation values deep in formations [285].

6.3.2. Downhole Monitoring Tools

Temperature and pressure measurements constitute fundamental monitoring parame-
ters for CO; injection. During injection, reservoir pressure should be carefully monitored
to prevent failure of the sealing formation. Piezoresistive and quartz-based deep sub-
surface pressure sensors have a high accuracy and a low resolution [291]. Fiber optic
light-pulse-based modular borehole monitoring systems were developed to transmit elec-
trical power signals, allowing for distributed temperature/pressure measurements and
acoustic/temperature sensing (DTS) [292,293]. DST has several advantages over other
temperature sensors, including its ability to measure continuous temperature profiles with
high temporal and spatial resolution under various conditions [294]. DST monitoring
usually starts with well completion and may provide hints about cement quality during the
cementation process, in addition to allowing for in situ measurements of the heat transfer
capacity of CO,, formation fluids, and reservoir rock [295].

6.3.3. Subsurface Fluid Sampling and Tracer Analysis

There are several in situ fluid sampling technologies available. A cased hole dynamics
tester (CHDT) was used to collect fluid samples from observation wells at Japan’s Nagaoka
pilot site [296]. Developed by Schlumberger and the Gas Research Institute, CHDTs pene-
trate casing, perform pressure tests, and sample and reseal the pierced hole [297]. The MDT
modular formation dynamic tester is another well-known tool developed by Schlumberger,
that performs pre-CO, injection sampling. However, its use is not operationally feasible
during the active injection process [285].

Quadrupole mass spectrometry (QMS) allows for real-time analysis of CO, and CHy.
The authors of [276] developed a U-tube sampling system to collect multiphase fluid
samples at in situ pressures. It was initially tested to monitor the Frio CO, sequestration
project in Liberty County, TX. The U-tube sampling system comprises a small-diameter
tube that goes down to the bottomhole and returns the sample to the surface. Applying
compressed gas to one leg (drive leg) of the tube causes the check valve to close and forces
the fluid sample to be recovered with the sample tube on the surface.

Another way to monitor CO; injection in downholes is tracer analysis. Chemical
tracers are widely used for tracing the movement or interaction of gases, liquids, or solids
in environments that are otherwise physically difficult to access. Although the main
benefit of using tracers is understanding the transportation and dispersion of materials
through a system, they can also provide information about the physical and chemical
properties of the system. Tracer application areas include geochemistry, biochemistry,
and marine and environmental chemistry [298]. For example, stable carbon gas isotopes
may serve as natural tracers for the mapping of reservoir heterogeneities and reservoir
architecture in petroleum systems [299]. Superparamagnetic iron oxide nanoparticles
may act as tracers in medicine to obtain high-contrast tomographic images of the human
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body [300]. Hassoun et al. [301] developed a method for underground leak detection inside
a buried pipe involving perfluorocarbon tracers at a part-per-trillion (ppt) level. Commonly
used tracers in the oil and gas industry include radioactively tagged molecules such as
tritiated hydrogen, methane, and 85 Kr. The main reason for using radioactive molecules is
their detectability at low concentrations [302]. The improvement of new analytical detection
methods has enabled the use of other non-radioactive molecules as tracers [299,302,303].
Tracer data provide an improved understanding of reservoir fluid /gas interactions. Tomich
et al. [304] developed a technique using ethyl acetate as a tracer for determining residual
oil saturations in hydrocarbon reservoirs. Tracers used for surveillance may be classified
based on their radioactivity [249] (see Figure 5).
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oil Gas

Figure 5. Tracers for CO, monitoring.

Conservative tracers move with aqueous fluids, while partitioning tracers move
and interact in and out of both phases. Tracers may be classified as single-well and
interwell tracers [249]. Single-well tracers are an accurate way to determine residual oil
saturations due to their ability to estimate large reservoir areas regardless of porosity [305].
Interwell tracers provide information about flood patterns within a reservoir. Although the
collected data are often reliable and unambiguous, the interwell tracing method may be
time-consuming (from several days up to months), as the tracers may take a long time to
reach the producers from injection wells [306]. Tracers should be chemically inert, non-toxic
and environmentally safe, persistent, and stable for the period of the monitoring process
at low volumes and cost [307]. It is often more straightforward and cost-effective (and
therefore preferable) to inject limited amounts of tracers than to inject them continuously
over long periods [298]. Examples include slugs of perfluorocarbon tracers used in the West
Pearl Queen CO, sequestration pilot test site in SE New Mexico [308]. Perfluorocarbon
tracers are common in CO, sequestration projects. These tracers were used to monitor a
CO; injection project in the Dutch part of the North Sea [309]. Moreover, noble gases such
as xenon, helium, argon, and neon may be used as tracers for CCUS, mainly because they
are chemically inert and environmentally safe [307].

6.3.4. Seismic Imaging

CO; significantly affects seismic data regarding both seismic amplitudes and velocity
pushdown effects [248]. Seismic monitoring of Sleipner geological CO, storage in saline
aquifers showed that time-lapse seismic surveying might be a suitable geophysical moni-
toring technique. Borehole vertical seismic profile (VSP) and crosswell data from the Frio
pilot geological CO, sequestration project demonstrated the usage of seismic imaging for
plume migration monitoring and the cost-effectiveness of using permanent sensors in long-
term plume migration studies [310]. Tests of the permanent sensors yielded high-quality
subsurface images from the Penn West CO; injection pilot test in Canada [285,311].
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Crosswell seismic imaging provides high-resolution tomographic images between
two wells [285]. Crosswell seismic tomography in Japan’s Nagaoka pilot project shows
that injected CO, can be observed as velocity reduction areas. Increasing the injected CO,
amount results in higher velocity reductions on tomograms [312]. Moreover, interpreting
the reflection seismic sections in crosswell data may inform flow patterns. Crosswell seismic
imaging may also be used to augment 4D monitoring applications [313].

Four-dimensional seismic interpretation technologies are helpful for reservoir and
injection monitoring [314]. Four-dimensional seismic technology is composed of repeated
three-dimensional seismic surveys over a time period. These timelapse measurements
should ideally capture changes in seismic signals as changes in reservoir or fluid proper-
ties [249]. At least two 3D seismic surveys and a set of initial baseline surveys are needed
for 4D seismic technology. The baseline survey is conducted before CO; injection starts,
and follow-up surveys should be conducted after a few years of sequestration [315]. Chad-
wick et al. [316] demonstrated that time-lapse 4D seismic monitoring is a valuable tool for
determining in situ CO, amounts. Three-dimensional seismic data were acquired from the
Sleipner field in 1999 and 2001 [316]. The main seismic attributes used for seismic interpre-
tations are amplitude, impedance, root mean square (RMS), and sweetness [317]. Generally,
CO,-saturated reservoirs have a considerably greater impedance in brine-saturated rocks
than in oil-saturated regions [315].

Certain seismic waves, referred to as Krauklis waves, can constrain fracture geometry.
The waves resonate within the fluid-filled fractures at specific frequencies [318]. This
resonance emits seismic signals with a signature frequency. Seismic body waves strongly
depend on this resonance, which helps to distinguish Krauklis wave-related signals via
seismograms [319]. Both S and P waves (body waves) can initiate Krauklis waves at the tips
of fractures since the initiated waves are functions of the incident angle and the wave mode.
Krauklis waves initiated by S waves have larger amplitudes and carry more information
about fracture density and fluid content orientation. Therefore, Krauklis waves may be used
to detect reservoir discontinuities [320,321]. Krauklis waves are a source of information in
CO; sequestration, fractured hydrocarbon reservoirs, volcanic eruptions, and geothermal
systems with different fluid-bearing rocks [321,322]. The Energy & Environmental Research
Center (EERC) at the University of North Dakota and its partners developed a new CCUS
MVA technology that employs Krauklis and other guided waves. This technology uses
wellhead-mounted wave sources and receivers, and waveforms are tracked before and
after CO; injection to observe the injected CO, until breakthrough. This technology is
cost-effective for CO, monitoring and can provide temporal and spatial data for monitoring
of CO, distribution within the reservoir [323].

6.3.5. Electrical and Electromagnetic (EM) Techniques

Electrical and EM techniques are based on measuring electrical or magnetic fields
generated by electrodes or inductive sources. Electrical techniques are also known as elec-
trical resistivity techniques and use lower frequencies than EM techniques [324]. Electrical
resistance tomography (ERT) is an electrical measurement technique for indirectly visualiz-
ing fluid movements in the subsurface. This technique requires an intermediate inversion
algorithm to convert raw electrical resistance measurements to tomographic images of
a fluid plume [325]. The concept of ERT is to image the resistivity distribution between
two boreholes using several electrodes. The electrodes are placed in these holes and are in
contact with the formation. Two electrodes are loaded by known currents, and other pairs
of electrodes measure the resulting voltage differences. The process is repeated between
different pairs of electrodes until all linearly independent combinations are used [326]. ERT
has applications in underground CO, storage monitoring. Karhunen et al. [327] applied
ERT for 3D imaging of concrete. Ramirez et al. [328] used ERT for mapping underground
steam flood distribution. ERT was applied in CO, monitoring in a saline aquifer project
at the CO,SINK test site in Ketzin, Germany. Results from models and laboratory studies
show its effectiveness in detecting changes in CO; saturation [329]. A technical long-term
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behavior analysis reported that the ERT downhole permanent system is promising for the
application in underground CO, monitoring [330].

Electromagnetic methods are another promising method with potential use in un-
derground CO; monitoring similar to ERT. Due to the contrast between the electrical
properties of supercritical CO, and brine, CO; saturation can be imaged [331]. Electromag-
netic induction (EMI) is the operating principle. Frequency-domain EMI systems generate
alternating currents at fixed frequencies, which generate primary magnetic fields when
passing through a coil called the transmitter. These primary magnetic fields generate sec-
ondary magnetic fields when they pass through conductive surfaces, and a secondary coil
(receiver) receives these secondary signals. Measurements can relate increasing quadrature
components between fields and the apparent electrical conductivity of the subsurface [332].
Geophysical modeling of the subsurface from electrical or EM data is an inverse modeling
process whereby physical property distribution of the system is calculated from measured
parameters [324]. Inversion methods have been tried for EMI measurements. For example,
Ayani et al. [333] developed a stochastic inversion method for monitoring CO, injection
and migration using controlled source electromagnetic (CSEM) data.

6.3.6. Gravity Methods

The gravity method is a geophysical technique used in oil and gas exploration [334].
Gravity methods or gravimetry help to monitor density changes in CO, sequestration
sites. They can also represent a low-cost alternative to other seismic measurements [335].
The drawbacks of gravity methods limit their application to shallow depths [336]. Similar
to other potential approaches, gravity decreases as the distance between the source and
the measurement point increases, which makes it difficult to detect small changes in the
reservoir with traditional gravity methods [337]. The gravity method was used in the
Sleipner project between 2002 and 2005 to determine in situ CO, densities. Considerable
gravity anomalies were determined with some uncertainty. However, these measurements
were based on density differences between the injected supercritical CO, and the aquifer
brine. Continuous microgravity recordings may improve the accuracy of gravity monitoring
compared with conventional time-lapsed monitoring. The increased resolution of the data
may benefit analysis of the reservoir properties [338].

6.4. Emerging CO, Monitoring Technologies

Emerging wireless electronic technologies may be a potential future direction for CO,
monitoring. A group of engineers and researchers from Sandia National Laboratories
developed glitter-sized CO; sensors. These sensors can be embedded in concrete around
boreholes below and above the caprock. Sensors are powered by a smart collar, which
emits energy at a specific radio frequency and collects data on the amount of CO, in the
surrounding environment. Data are sent to the collar using a different frequency, and
operators receive the information at the surface. According to the researchers, a smart
collar device must work for around 20 to 40 years [339,340].

Near-surface and surface CO, monitoring technologies are also emerging. A group of
researchers from the University of Wyoming developed and tested a soil gas monitoring
system in the Wyoming CarbonSAFE project near Gillette, Wyoming. The portable tool
has hardware and software components, which collect data from CO, sensors every hour,
which are transmitted to a web application. Solar panels may recharge smart battery
systems, and multiple tools may be installed in an array in the monitored area. Initial
tests generated encouraging results from the Wyoming CarbonSAFE project. The system
is scheduled to remain in place for two years before expanding and becoming part of the
long-term monitoring project [341].

The recent development of machine learning and its application in various fields
may also contribute to developing existing monitoring technologies. Another group of re-
searchers from Texas A&M University developed an unsupervised-learning-based method
to analyze sensor-based data from geological storage sites and to rapidly predict the move-
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ment of CO; plumes. This model does not rely on a geological model and may be applied
to crosswell seismic tomography data [342].

Quantum technology, particularly atom interferometry-based gravity sensors, pro-
vides sensitive gravity measurements. Gravity sensing is a passive measurement method
and may provide direct density measurements. These technologies hold promise for CCUS
monitoring [343]. Timelapse gravity measurements performed for the Sleipner project
showed that gravity might be measured in shallow seabed environments with a relatively
low uncertainty, even in the presence of high levels of noise. The measurements helped char-
acterize aquifers and estimate in situ CO, density values. However, because this method
measures density contrasts between the aquifer fluid and the injected CO,, applicability is
limited to fluid-filled reservoirs [336].

7. Conclusions

Although CCUS is a necessary and attractive way to mitigate greenhouse gas emissions
and prevent global warming, CCUS projects are often confronted with technical and non-
technical challenges, including low technology readiness levels (TRL) and scale-up of
capture and utilization. Over a century of experience in the oil and gas industry provides
insight relevant to CO, storage, especially in depleted oil and gas reservoirs. However,
long-term safety in CCUS remains a primary concern, which requires the development
of MVA technologies and detailed monitoring plans for CO, sequestration projects. Non-
technical issues related to policy and regulations are another consideration in deploying
CCUS at scale. Potential non-technical obstacles in the US include permitting Class VI
wells for CO, injection, complex business agreements with land and pore-space owners,
and long-term liability. Despite these challenges, CCUS continues to emerge as a promising
pathway to mitigate greenhouse gas emissions and provide a path to enable the transition
to a net-zero emissions economy by 2050 [344].

This work provides an overview of the current state of carbon capture, utilization, and
storage technologies. This paper identifies technical and non-technical areas that require
additional research and government attention. Those include enhancing subsurface storage
capacity in existing formations; long-term storage safety; and concomitant advancements
in law, governance, and monitoring that may aid or hinder implementation. This paper
reviews potential solutions for this purpose, namely the use of CO, foams to enhance
storage capacity in depleted hydrocarbon reservoirs and their potential application for
carbon storage in different formations.
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