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Abstract: Microbially influenced concrete corrosion (MICC) causes substantial financial losses to
modern societies. Concrete corrosion with various environmental factors has been studied extensively
over several decades. With the enhancement of public awareness on the environmental and economic
impacts of microbial corrosion, MICC draws increasingly public attention. In this review, the roles
of various microbial communities on MICC and corresponding protective measures against MICC
are described. Also, the current status and research methodology of MICC are discussed. Thus,
this review aims at providing insight into MICC and its mechanisms as well as the development of
protection possibilities.
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1. Introduction

The use of concrete has a profound impact on the development of a modern society [1].
Concrete is widely used in various industries and its use is increasing due to the develop-
ment of urban infrastructure and marine engineering [2]. Concrete is a superior building
material that is widely employed in a variety of urban infrastructure projects, including
sewer pipes, offshore platforms and coastal infrastructure [3]. Among them, concrete used
in sewage systems or offshore platforms is exposed to complex environments, which are
prone to furthering the growth of microorganisms and subject to destruction with microbial
activities (Figure 1).

Chemical, physical, mechanical and biological corrosions are the common types of
concrete deterioration [4]. Among them, microbial corrosion is one of the most significant
causes of the deterioration of concrete sewers [5]. According to reports, most of the sewer
systems in Austria have been degraded significantly with microbial corrosion after 9 years
of function [6]. It cost USD 400 million to replace 11% of a concrete pipe in Los Angeles,
California, which had been damaged with microbial corrosion [7]. Estimations for sewage
restoration in the US may range in costs up to USD 1.6 trillion in total [8]. It has been
reported that a serious pipeline collapse occurs every 4 days in Beijing [9]. Obviously,
concrete constructions are prone to microbial corrosion, causing significant losses and
security disasters.

Microbially influenced concrete corrosion (MICC) [6,10,11] is a complex process involv-
ing microbiology, chemistry, environmental science, materials, civil engineering, etc. [12].
Due to the ubiquitous abundance of microorganisms and inevitable MICC problems, many
countries need to allocate huge funds to repair and rebuild sewer systems. MICC has
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also become a prominent issue in concrete construction. Thus, a study on MICC aids in
understanding its mechanisms for developing appropriate possibilities for countermea-
sures. The goal of this review is to evaluate the research on MICC and the prevention
of concrete corrosion including protection measures. Also, this review intends to draw
increased attention to this interdisciplinary subject to experts in microbiology, material
science and civil engineering.
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Figure 1. Overview on possible sites of MICC of urban infrastructure built with concrete.

2. Concrete

Concrete has become an ideal building material because of its high strength, low cost,
excellent processability and durability [13]. Over the last 200 years, the rapid development
of urbanization has been closely related to the widespread use of concrete [14]. Concrete
is a cementitious material made by mixing cement, sand, stone, water and the required
admixtures in certain proportions, followed by compacting and curing under defined con-
ditions [15]. Sand and stones serve as the aggregate and skeleton, respectively, in concrete
constructions [16]. Cement and water combine to make mud, which wraps the aggregate
and fills the gaps between the aggregate particles in concrete constructions [17]. Cemen-
titious material has good workability before curing and a high strength after curing [18].
Further on, workability, strength, deformation and durability are properties that determine
the quality of concrete [19-21]. Workability refers to the ability to facilitate various cer-
tain construction conditions to obtain uniform and dense concrete [22]. Strength includes
the compressive, tensile, flexural, bending, shear and gripping strength of concrete [23].
Also, different buildings require varying levels of concrete strength, which are chosen
based on the actual service scenario [24]. The deformation of concrete includes creep and
shrinkage [25]. The creep of concrete is the continuous growth of strain over time under
long-term stress. The shrinkage of concrete refers to the reduction in the volume of concrete.
The shrinkage types include plastic shrinkage, chemical shrinkage, drying shrinkage and
carbonation shrinkage [26]. Both the creep and shrinkage of concrete can cause cracking
and reduce the strength of concrete [27]. The durability of concrete refers to the ability of
concrete structures to sustain their safety and normal use under various environmental
effects for a specified service life without additional costly reinforcements [28]. Concrete
properties, structural design, construction and maintenance management are some factors
influencing the durability of concrete [29]. Also, the durability of concrete is threatened
with various processes caused by chemical, physical or microbial influences [27].
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3. Research Status of Concrete Corrosion

Concrete can be destroyed with various environmental factors. This affects not only
the aesthetics of a concrete structure but also shortens its durability. Concrete corrosion
can be sub-divided into physical, chemical and biological [30]. Physical corrosion refers
to the dissolution, expansion or shrinkage of certain concrete components as an influence
of environmental factors such as heat, radiation, frost, etc. [31]. Physical influences, such
as wet—dry cycles, wear failure and freeze—thaw cycles, damage the concrete structure
and reduce its strength [32,33]. Among the physical factors, freeze—thaw cycles have the
greatest impact on concrete strength [34].

Chemical corrosion means the breakdown of concrete caused by a chemical reaction
with, e.g., acids, alkalis and salts [35]. It results in a loss of binding material, strength
reduction [36] and other problems [37]. Sulfate corrosion, an alkali aggregate reaction,
carbonatization and chloride ion erosion (in the case of reinforced concrete) are the main
types [38—40]. For example, sulfate enters the interior of the concrete and reacts with the
calcium ion to produce the expansion product gypsum, and the continuous accumulation
of gypsum will cause the cracking and destruction of the concrete [41]. Carbon dioxide
infiltrates porous concrete and becomes dissolved in capillary liquid to form carbonic
acid [42]. Carbonic acid reacts with calcium hydroxide, thereby reducing the alkalinity
of concrete [42]. Figure 2a shows the cracking of concrete after chemical and physical
corrosion in the coastal environment of Qingdao, China. Besides physical and chemical
corrosion, (micro)organisms, such as bacteria, fungi and algae, can cause concrete damage
by secreting metabolites [4,43,44]. Figure 2b shows concrete with biological attachment.
Microbial influence on the corrosion of inorganic materials was summarized by Sand [45]
into nine main categories; among them, mineral acids’ attacks, organic acids’ attacks and
damage caused by salt stress are suitable for MICC. Currently, MICC is drawing increasing
attention. In particular, concrete constructions like urban sewer systems or those in coastal
areas have suffered greatly from severe microbial corrosion.

Figure 2. Selected photos of cracked concrete in a coastal environment (a), concrete with biological
attachment (b); photographed in Qingdao, Shandong Province, China, 2023.

4. MICC
4.1. Microbial Communities in Sewage Environments

The composition of microbial communities involved in concrete corrosion needs
to be studied to find effective ways of understanding the processes in MICC [46]. The
metabolic activities of microorganisms are highly dependent on environmental condi-
tions [47]. Changes in these conditions can have a significant effect on microbial community
composition and abundance [48]. pH is one of the most important environmental factors
for MICC. The pH of a concrete surface is alkaline. It changes due to carbonatization and
environmental influences. In addition, microbial metabolites can cause pH decreases of
the concrete surface, which cause damage to concrete [9]. pH changes strongly influence
microbial abundance and dominant species, many of which are associated with sulfur and
nitrogen metabolism [49]. Almost all microbes, such as bacteria, archaea, fungi and algae,
are involved in MICC [50]. MICC is closely related to the sulfur cycle driven by microorgan-
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isms (Figure 3), especially in a sewer environment. Sulfate-reducing prokaryotes (SRP) and
sulfur-oxidizing bacteria (SOB) that drive the sulfur cycle will be described in detail [51-53].
Hydrogen sulfide is emitted into sewers’ atmosphere due to sewage acidification and
turbulence; then, it may react with oxygen into elemental sulfur [51,53]. Hydrogen sulfide
and elemental sulfur can be converted to sulfuric acid with the metabolism of SOB [51,53].
The end product sulfate may be used again by SRP. Thus, the sulfur cycle is closed in a
sewer environment [51,53].

S

SO S0,z

S,0.2" S0

Biological oxidation
Dissimilatory sulfate reduction

Figure 3. The sulfur cycle driven by microorganisms [53].

Sand and Bock [54] found that Acidithiobacillus (A.) thiooxidans dominated the flora
in heavily corroded concrete (pH about 1); T. intermedia (T. intermedius) and T. novellus
dominated the flora in corroded concrete with a moderate pH (range of 3 to 6), and
A. thiooxidans was not detectable if the pH of concrete was above 6. Zhou et al. [48]
found that the bacterial abundance in freshwater MICC was significantly higher than in
seawater MICC. Members of the genus Bacteroides were predominantly in freshwater, while
Proteobacteria were predominantly in seawater. In addition, Proteobacteria, Synergistetes,
Firmicutes and Thermotogae as well as SRP belonging to the class Deltaproteobacteria
were found on concrete immersed in both freshwater and seawater [48]. Jiang et al. [55]
simulated a sewer system, where wastewater was periodically inoculated onto surfaces
of concrete samples. They found that SOB accounted for 80-90% of the total microbial
community, with A. thiooxidans accounting for 35-50%. Grengg et al. [56] analyzed the
microbial communities from heavily corroded concrete in an Austrian sewer system and
found that A. thiooxidans and A. ferrooxidans were the dominant members. The pH of
a concrete surface in a gravity sewer system changed from 10.5 to 3.1 after 20 days of
exposure. A. ferrooxidans, A. thiooxidans and A. caldus were found to be the dominant species
among SOB. They were closely associated with the biogenic sulfuric acid production [57].
Furthermore, the composition of bacterial communities is often related to the concrete type
and their growth and metabolic activities are dependent on the surface pH [58,59]. Selected
bacteria involved in MICC and their effects on concrete corrosion are shown in Table 1.
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Table 1. Selected bacteria involved in concrete corrosion.

Bacteria Effect Species References
Desulfovibrio [60-64]
SRP Produce available H,S and S° Desulfobacter [61,65,66]
(polythionates) Desulfobulbus [61-63,67]
Desulforegula [61,68]
SOB convert H,S and S° Acidthiobacillus ferrooxidans [56,57]
(polythionates) to biogenic Halothiobacillus [48]
sulfuric acid. Biological sulfuric Thiobacillus thioparus [9]
SOB acid attacks concrete at the .Thi(.)mon'us intermed?a [69-72]
surface and, via cracks, reacts Acidthiobacillus ferrooxldans [73,74]
with calcium hydroxjde to form Acidthiobacillus thiooxidans [55—57,64,75]
gypsum, which causes cracking Thiobacillus thiooxidans [69—71]
and deterioration of concrete Thiobacillus novellus [71]

4.2. Sulfate-Reducing Prokaryotes

All living organisms excrete carbon dioxide as the end product of metabolism [47].
Carbon dioxide carbonizes concrete, which decreases the pH of the concrete surface [45].
Also, the pH of the concrete surface can be reduced with hydrogen sulfide gas. This
pH reduction allows the adhesion of SOB and is thereby accelerating the corrosion of
concrete [76]. HS is produced with SRP metabolism. H,S is oxidized into SO with chemical
and biological action. HS and S° do not corrode concrete. So SRP does not corrode
concrete, at least not directly, but produces H,S, which after oxidation with SOB/SOP,
causes corrosion in the form of H,SOy [54,77]. The main events involved in the MICC of
concrete exposed to sewer environments are illustrated schematically in Figure 4.

Volatile
sulfides

CH,SH

Figure 4. Schematic illustration of the main events involved in MICC of concrete exposed to sewer
environments, modified from [53] with permission.
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4.3. Sulfur-Oxidizing Bacteria

The pH of the concrete surface is significant for concrete degradation, because it in-
fluences the colonization, metabolism, growth and reproduction of microorganisms on
concrete [54]. Sewage systems contain a complex community of microorganisms. Sulfur-
oxidizing bacteria, such as neutrophilic sulfur-oxidizing microorganisms (NSOM) and
acidophilic sulfur-oxidizing microorganisms (ASOM) have been found in concrete sys-
tems [54,78]. The abundances of NSOM and ASOM on concrete vary greatly depending
on the sewer environment [79]. During the first few years of service, the concrete surface
is strongly alkaline, with a pH of 11~13 [80], which hinders microbial colonization [81].
However, the pH of the concrete surface gradually decreases due to a continuous chem-
ical attack with microbial metabolites in sewage such as carbon dioxide and hydrogen
sulfide. The pH favorable for bacterial growth is attained if it is reduced to 9. Coupled
with the larger humidity, suitable temperature and abundant nutrients in the sewer sys-
tem, the NSOM begin to grow and reduce the pH of the concrete surface through their
metabolism [58]. Thiobacillus thioparus, T. novellus, T. neapolitanus and T. intermedia are
neutrophilic sulfur-oxidizing microorganisms, which are commonly and closely associated
with concrete corrosion [69,77,79]. Under the influence of NSOM, the pH of the concrete
surface can be reduced to 4-5. The low pH environment meets the growth requirements of
ASOM. The growth of NSOM and ASOM as a function of pH, as well as the quality change
of concrete at different stages, is shown in Figure 5.

|__Stage1 | _____ Stage2 _____| _____Stage3 ___
Abiotic pH Biological succession Active concrete
14 reduction and pH reduction deterioration
12 |
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(LU) 10 F A
b=
>
()]
o 8 |
©
(&] (on
56 :
o 5}
© 4 FE ASOM )
I o)
o e
u / <
2 ; =
corrosion ratey
Months > Years

Figure 5. A three-stage model for the corrosion of concrete exposed to sewer environments, adapted
from [58,79] with permission.

SOB generate energy by oxidizing reduced inorganic sulfur compounds, e.g., sulfur
(Equation (1)) and thiosulfate (Equation (2)) [82]. Biogenic sulfuric acid, which is the final
product of microbial metabolism with SOB [82], reacts further with calcium carbonate,
a carbonization product on the concrete surface, to produce gypsum (Equation (3)) [83].
The biogenic sulfuric acid may also enter the concrete through cracks and react with
calcium hydroxide (Equation (4)) and calcium metasilicate (Equation (5)) to produce
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gypsum [60,83,84]. The latter will further react with silicate alumina (Equation (6)), causing
swelling, cracking and eventually the deterioration of the concrete [60,83-85].

S+ H,0 + 1.50, — SO4>~ +2H* 1)

8,052~ + HyO + 20, — 2504% + 2H* )

H,S0, + CaCO3 — CaSO, + HyCO;3 @)

H,S0, + Ca(OH), — CaSO, + 2H,0 (4)

H,S0, + Ca0-Si0,-2H,0 — CaSOy + Si(OH)4 + H,O (5)

3CaS0, + 3Ca0-Al,03-6H,0 + 26H,0 — 3Ca0-Al,03-3CaSOy-32H,0 (6)

Sand et al. [54] established the relationship between the biodegradation of concrete and
the number of A. thiooxidans (formerly T. thiooxidans). If the cell counts of the A. thiooxidans
logarithm are below 6.8 & 0.6 cell/cm?, the concrete corrosion is negligible; if the cell counts
of the A. thiooxidans logarithm are 7.1 £ 0.7 cell/ cm?, the concrete corrosion is medium;
if the cell counts of the A. thiooxidans logarithm are 7.7 £ 0.5 cell/ cm?, strong concrete
corrosion is resulting. Milde et al. [69] detected thiobacilli from concrete with different
degrees of corrosion in the Hamburg sewer system. They found a significant enrichment
of thiobacilli on concrete surfaces above the sewage level. Satoh et al. [10] described that
only one clone from the bottom biofilm sample belonged to SRP, while twelve clones from
the intermediate biofilm and six clones from the eroded material belonged to SOB. Jiang
et al. [55] found that SOB accounted for 80-90% of the total microbial community, with A.
thiooxidans accounting for 35-50%. Grengg et al. [43] isolated and identified the bacterial
species of heavily corroded concrete and found A. ferrooxidans to be prevalent. Okabe
et al. [86] found that at least six SOB species were involved in concrete corrosion, with
Thiothrix sp., Thiobacillus plumbophilus, Thiomonas intermedia, Halothiol neapolitanus (formerly
Halothiobacillus neapolitanus), Acidiphilium acidophilum and A. thiooxidans being the most
abundant. Also, A. thiooxidans accounted for 70% after a year of service. Gutiérrez-Padilla
et al. [87] assessed the corrosion rate of concrete with a mixed culture of an NSOM strain
(Halothiol neopolitanus ATCC 23641) and an ASOM strain (A. thicoxidans ATCC 8085). It
amounted to 0.08 mm/year. In addition, the addition of NSOM in a mixed culture favored
a reduction in pH from 5.3 to 3, thus allowing ASOM to grow. In the MICC field, ASOM
are the dominant species on concrete surfaces if the pH has dropped below 4. The main
ASOM associated with sulfuric acid production are A. ferrooxidans, A. thiooxidans and A.
caldus [58,77].

4.4. Nitrifying Bacteria

Nitrifying bacteria oxidize ammonia and nitrite for energy generation and produce
nitric acid. The acid reacts with alkaline binding materials like concrete. The product is
calcium nitrate, which is water-soluble. Rain washes nitrates off a wall, thus causing a
loss of concrete [50]. Thiobacilli are responsible for a degradation of concrete below the
ground, and nitrifying bacteria are responsible for a degradation of concrete above the
ground [45]. Sand and Bock [50] demonstrated in simulation experiments that nitrifying
bacteria deteriorate concrete and sandstone with nitric acid production. The corrosive
activity was comparable to a biogenic sulfuric acid attack.
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4.5. Fungi

Similar to bacteria, fungi can colonize concrete structures and cause concrete degra-
dation in environments with sufficient nutrients, meaning energy and organic carbon
sources as well as favorable temperature and humidity [49]. Gu et al. [88] observed, with
a microscopic investigation, that organic acids secreted by fungi can cause damage to
concrete. In addition, the effects of Thiobacillus spp. (bacteria) and Fusarium spp. (fungi) on
concrete corrosion were compared. The author [88] described that the corrosion of concrete
was more severe in the environments with fungi than in the environments with bacteria,
which indicated that the mass loss of the concrete inoculated with bacteria and fungi for
147 days was 18% and 24%, respectively. Fungi caused a greater mass loss in concrete,
which may be related to the amount of Ca?* released [88]. The asexual reproduction of
fungi is rapid and common [89]. Fungi can germinate from spores and the hyphae start to
grow out. With septum formation, they gradually form a mycelium [90-92]. Since hyphae
are small, they allow the fungus to grow in concrete cracks and fissures [79,84]. Fungi
influence concrete corrosion in two different ways [93]. Type one refers to the deteriora-
tion of concrete with corrosion products produced via a reaction between concrete and
organic acids secreted by a fungus [93]. Most organic acids can react with Ca?* to form
water-soluble salts, resulting in Ca?* releasing and the deterioration of concrete. Also, the
fungal type and environmental conditions could also influence the formation of organic
acids. Reactions of acetic acid and CH (Ca(OH);), C-5-H (calcium and silicate hydrate) and
ettringite (3Ca0-Al,03-3CaS0;,-32H,0) in concrete are shown in Equations (7)—(9) [85,93],
respectively. The second type means that the mycelium continues to develop in concrete
fractures, putting mechanical force on the cracks as it grows. It further expands the extent
of the crack and causes damage to the concrete structure [48,49,94-97]. The diameter of
hyphae ranges from 2 to 6 pm [98]. Cracks in concrete range from a few microns to even
a few millimeters [99,100]. It is feasible for the pores in concrete to contain water, which
provides the possibility for the growth of fungi [93].

Ca(OH), + 2HC,H;30, — Ca(CoH30,), + H,O @)

1.8C-S-H + 3.6HC2H302 — 1.8Ca(C2H3Oz)2 + H4SiO4 + 1.6H20 (8)

Ettringite + 6HC2H302 — 3Ca(C2H302)2 + 2A1(OH)3 + 3CaSO4+ 26H20 (9)

Figure 6 depicts the colonization of concrete with fungi as well as the two types of
fungally influenced concrete corrosion. The fungal metabolism alters the surrounding
environment (e.g., pH), which is also influencing bacterial growth. These fungal-bacterial
interactions influence the deterioration of materials [101]. Bhattacharyy et al. [102] evalu-
ated the effects of three fungi on MICC including Aspergillus tamarii, Aspergillus niger and
Fusarium sp. They found that Aspergillus tamarii caused the most severe mass loss, followed
by Aspergillus niger and Fusarium sp. Chaudhuri et al. [103] found that the mass loss of
concrete was 7.2% after 90 days of inoculation with Aspergillus tamarii, while the mass loss
without fungi was 1.0%. Additionally, Aspergillus tamarii can also colonize concrete within
a short period, cause cracks and produce calcium oxalate, thus accelerating calcium ion
leaching and ultimately decreasing the strength of the concrete. George et al. [98] found
that Fusarium sp. Could be used as a black biofilm to colonize the surface of concrete, which
results in a pH reduction from 12 to 8 and a mass loss of 6.2 g after 1 year.
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Figure 6. Schematic illustration of fungally influenced concrete corrosion [93].

4.6. Factors Influencing MICC

Factors that influence microbial corrosion in sewer systems are mainly temperature,
humidity, pH, oxygen content, water velocity and the residence time of sewage. These
factors jointly interact with concrete [8,43]. MICC is usually inhibited with a high pH.
Increased temperatures can increase corrosion by enhancing SRP to produce hydrogen
sulfide more rapidly [104]. An oxygen-rich environment limits the biological activity of SRP
and, thus, reduces hydrogen sulfide production [105]. SOB oxidize hydrogen sulfide and
sulfur into sulfuric acid for metabolic energy. Hydrogen sulfide is the source of sulfur; the
flora consists mainly of A. thiooxidans and the concrete is corroded severely. If thiosulfate is
the source of sulfuric acid, the flora consists mainly of Halothiol neapolitanus and Thiomonas
intermedia. In this situation, the concrete suffers from medium corrosion. Methylmercaptan,
as an organic sulfur compound, results in negligible corrosion [71].

MICC is affected generally by concrete composition and preparation. For instance,
high-strength concrete should have high compression resistance against crack formation.
These parameters can limit the entry of biological sulfuric acid into concrete, thereby
reducing its destruction [106]. Mori et al. [107] found that the most severe corrosion of
concrete occurred around the sewage level and it decreased with increasing distance from
the water level. The presence of nutrients, water and oxygen determined the maximal
corrosion rate. The service life of concrete sewer pipes around the sewage water level
was approximately 20 years with corrosion rates between 4.3 and 4.7 mm/year in their
experience. The corrosion products varied depending on the pH. In particular, gypsum
was the main corrosion product at a pH below 3, whereas ettringite was the predominant
corrosion product at a pH above 3. Gutierrez et al. [108] found a significant relationship
between SRP activity and pH. A 30% and 50% decrease in SRP activity occurred between
pH 8.6 and 9.0, respectively, as compared to pH 7.6. Joesph et al. [109] found that carbon
dioxide had a small effect on the reduction in concrete surface pH, if compared to hydrogen
sulfide gas.

At present, research on MICC mainly focuses on in situ field studies and laboratory
simulation tests [54,70,110]. Despite remarkable research, there is no unifying measure to
combine laboratory experiments with engineering applications. In addition, the MICC
mechanism needs to be studied further and a complete theory of the microbial corrosion of
concrete needs to be established.
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5. Test Methods

The main test methods for the characterization of concrete are also usable to quantify
deterioration with microorganisms. An overview of the research methods for MICC are
shown in Figure 7.
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Figure 7. Overview of the methods for MICC. SEM: scanning electron microscopy; EDS: Energy
Dispersive Spectrometer; XRD: X-ray diffraction.

5.1. Characterization of Concrete

Compressive tests, mass loss tests and an analysis of surface pH and porosity besides
microscopic observation are common methods for assessing the quality of concrete [57,110-112].
They are also usable to quantify corrosion.

Wells and Melchers [113] measured the pH of a concrete surface at six different sites of a
sewer system in Australia using a flat-faced pH probe (Extech pH 100). They found a surface
pH of 10.1 at the beginning of the experiment and of 2.6~3.6 after 50 months of exposure.
Their study revealed that the thickness of the corrosive layer of concrete increased in a
nonlinear manner with time. Concrete permeability is a physical property that influences
the rate of penetration of water, gas and other substances into concrete and also microbial
cells. It is determined with the size, number, distribution and connectivity of pores inside
the concrete [114]. The permeability and porosity of concrete are directly proportional [115].
The changes in concrete porosity caused with the penetration of corrosion media (e.g.,
S042~, CI~ and H*) can lead to structural changes in concrete. Kong et al. [57] found
that permeability is an important parameter, which characterizes the deterioration of a
concrete structure. Wang et al. [116] found that the corrosion product gypsum adhered to
the surface of concrete coupons when exposed to a mixed freshwater effluent. An NSOM
biofilm adhered to a concrete surface can penetrate concrete through cracks and pores.

Huber et al. [117] characterized concrete deterioration by measuring the concrete
surface pH and mass loss and analyzing elemental concentrations (carbon, calcium, silicon,
phosphorus and sulfur) using laser ablation inductively coupled plasma mass spectrometry.
Calcium ion leaching is an indicator of structural damage of concrete. Therefore, changes
in dissolved calcium concentration reflect the extent of structural damage. The elemental
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distribution is used to characterize the structural and compositional changes in concrete
after a chemical attack with sulfuric acid.

Grengg et al. [56] investigated concrete corrosion with quantitative elemental distribu-
tion images of aluminum, calcium, iron, magnesium, silicon and sulfur using an electron
probe microanalysis analysis. Although measuring free calcium does not provide the
amount of total calcium leached from the concrete, the relative concentration of calcium
leached may be used to characterize the degree of concrete corrosion [118]. The morphology
of corroded concrete is generally observed with a Scanning Electron Microscope (SEM)
and the composition of corrosion material is analyzed with EDS and X-ray fluorescence.
In addition to a physical, chemical and biological analysis, some researchers have also
used modeling to measure the degree of concrete deterioration [113,116,119]. Li et al. [120]
evaluated three data-driven models for the prediction of the life span of sewer systems
based on the estimates of the corrosion initiation time and corrosion rate. They found
that an artificial neural network and adaptive neurological fuzzy inference system models
performed better than multiple linear regression models for corrosion prediction. Wells and
Melchers [100] proposed a first-pass model to predict the rate of sewer concrete corrosion
as a function of time and of the local sewer gas temperature, the relative humidity and
the H,S concentration. Comparing the model predictions against reported corrosion rates
revealed a good agreement. There are several methods for measuring the degree of concrete
deterioration; however, there is no uniform standard for indicating the degree of deterio-
ration worldwide. Therefore, a consistent and comprehensive system for characterizing
MICC is needed.

5.2. Detection of Microorganisms and Characterization of Microbial Activity

There are several methods for characterizing microbial activity in MICC. Signature
lipid biomarker fatty acids of polar lipids (PLFA) can be utilized to define the biomass and
community structure of microbial consortia in biofilms, soils and sediments [108]. Kerger
et al. [70] indicated that PLFA patterns are sufficiently specific to define the presence of
acid-producing thiobacilli. This facilitates the identification of bacterial communities in
corroded concrete pipes. In situ tests on sewer concrete revealed a dark grey gel-like biofilm
with a thickness of 3 mm on the surface of a mortar submerged in an effluent [10]. Also,
microsensor testing showed that the biofilm thickness on the mortar specimens was around
1000 um after 7 days of installation, reaching 1500 um after 28 days and becoming even
thicker after 105 days [10]. A microsensor can be used to measure pH, hydrogen sulfide
and oxygen concentration at different thicknesses within a biofilm. All parameters have
a significant impact on the in-depth investigation of microbial concrete corrosion [10]. In
general, bacterial concentrations are obtained by measuring biomass mass [121,122]. Sand
and Bock [123] put concrete cubes into flasks with a mineral salt solution and incubated
them on a rotary shaker for 90 min for the detachment of loose material and of adhering
microorganisms. The resulting suspension was used to assess the concentration of bacteria
on concrete surfaces. Kong et al. [124] analyzed the porosity of biofilms by calculating the
ratio of the void area to the total area using a laser scanning confocal microscope. The
biofilm and surface porosity are closely related to the effluent concentration, biofilm growth
time and density of the biofilm. Khan et al. [125] observed the surface of concrete after
12 months of exposure to a natural aggressive sewer environment using SEM and found
microorganisms appeared as black nodules in the microstructure, usually less than 10 pm
in size.

The presence and distribution of bacteria can be observed with fluorescence mi-
croscopy after live/dead cell staining. SYTO9 and propidium iodide are common chemicals
to stain live and dead cells, respectively [56]. Jiang et al. [55] characterized the activity of
SOB with the sulfide uptake rate and found that the activity of SOB and corrosion rate
of concrete were highest at a concentration of hydrogen sulfide of 25 ppm. Gutiérrez-
Padilla et al. [87] found that the pH of the corrosive system decreased from 6.8 to 3.4 over
40 days with SOM, including Halothiol neopolitanus ATCC 641, T. thioparus ATCC 23646, A.
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thiooxidans ATCC 8085 and A. cryptum ATCC 33463. Those results showed that the decrease
in pH was associated with biogenic sulfuric acid produced with SOB. One of the main
byproducts of SOB activity is sulfate, whose concentration increased to 939 mg/L within
10 days, reaching a maximum of 1.85 g/L in their tests [87]. Both the decrease in pH and
the increase in sulfate were related to the activity of SOB, but the relationship between
pH or sulfate and the number of SOB was not introduced [87]. Sand et al. [54] indicated
that the degradation of concrete was related to the number of A. thicoxidans attached to the
concrete surface, and established a relationship between them.

6. Protection against MICC

The protection of concrete against MICC is important because it causes considerable
costs. Studying the mechanism of MICC can help in the development of targeted protection
technologies. The protection technologies of concrete from MICC are focused mainly on
three aspects. The first is to limit the chemical attack and damage of concrete caused by
limiting microbial activity. Secondly, a modification of concrete shall increase the resistance
to seepage and cracking, and provide antibacterial properties [111,126]. Third, concrete
surface treatments, such as the application of an anti-corrosion coating, may effectively
control microbial activity and prevent the contact of corrosive substances such as biogenic
sulfuric acid with concrete. Concrete surface protection is an efficient strategy for protecting
concrete against microbial corrosion [127,128].

6.1. Inactivation of Microorganisms

Microbial activity is one of the most important factors influencing MICC [47]. There-
fore, inhibiting microbial activity is an effective way to control MICC. Wang et al. [110]
suggested various strategies to protect concrete construction from SRP activities, such as
increasing the dissolved oxygen level in sewer systems to reduce the anaerobic conditions
by accelerating water flow or reducing the sulfur source for SRP by altering the redox
conditions in sewer systems. Microbial activities can be limited by the use of various
biocides such as halogenated compounds; quaternary ammonium compounds; heterocyclic
amines; iodopropyl compounds; copper, zinc, lead and nickel metal oxides; copper, zinc,
lead and manganese phthalocyanines; tungsten and tungsten compounds; silver; organotin;
etc. [129,130]. These biocides can protect concrete from microorganisms by inhibiting their
metabolism and reproduction, thus reducing biogenic sulfuric acid production. However,
biocides not only affect microorganisms but also have uncertain effects on properties of
concrete [131]. Kong et al. [132] found a considerable number of dead microorganisms
on concrete that had been treated with copper phthalocyanine, and reported that this
compound had an excellent bactericidal activity and increased the workability and strength
of the concrete. Sodium bromide, zinc oxide and dodecyl dimethyl benzyl ammonium
chloride inhibit microorganisms, but are harmful to concrete [132]. The workability of
concrete and the compressive strength of concrete decrease as the amount of zinc oxide
increases [132], which may be related to the absorption and drying properties of zinc oxide
that prevent cement hydration [132]. The compressive strength of concrete with 0.1%
dodecyl dimethyl benzyl ammonium chloride decreased by 25% at 28 days [132]. The
chloride ion in dodecyl dimethyl benzyl ammonium chloride can cause Ca?* leaching [132].
Etim et al. [133] found that SRP concentration and biofilm thickness on concrete surfaces
were significantly reduced if an organic silicon quaternary ammonium salt was used as
a biocide and improved the corrosion resistance of concrete. Okeniyi et al. [134] found
that the addition of C19pH13N»NayOqq (ethylenediaminetetra-acetic acid disodium salt)
to concrete improved concrete corrosion resistance in a simulated marine environment.
Voicu et al. [135] compared the effects of silica and zinc oxide nanoparticles on concrete
properties and found that the addition of silica nanoparticles improved the concrete’s
mechanical strength, abrasion resistance, durability and high temperature resistance, but
failed in improving the antimicrobial properties of concrete. In addition, concrete with
the addition of ZnO nanoparticles inhibited the growth of biofilms compared to control
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concrete. Yamanaka et al. [136] studied the inhibitory effects of calcium formate, sodium
formate and ammonium formate on the growth of Halothiol neapolitanus ATCC 23638, A.
thiooxidans IFO 13724 and A. ferrooxidans JCM 7811 if these salts were mixed with cement.
They found that calcium formate completely inhibited the growth of all tested strains.

Sugio et al. [137] reported that the growth inhibition of the Fe-oxidizing bacterium
A. ferroxidans with sodium tungstate was concentration-dependent. Ferrous iron can be
oxidized with A. ferroxidans [137]. The relationship between the concentration of sodium
tungstate and the growth inhibition of A. ferroxidans was summarized from two aspects,
the cell number and ferrous iron concentration (Table 2) [137]. Increased concentrations
(0.05 mmol/L) of sodium tungstate strongly inhibited the growth in contrast to a low
concentration (0.2 mmol/L). Nowadays, different types of biocides are used in a variety
of ways. For instance, they can be incorporated into the internal structure of concrete
as fillers [138], applied to the surface of concrete as coatings [139] or added directly to
corrosive environments [140]. However, few studies have been conducted on the effects of
biocides on concrete properties, and some of them have shown that biocides have negative
effects on concrete properties [141]. The toxicity of biocides is another serious problem,
which can pose risks to wastewater treatment plants and the environment [142].

Table 2. The relationship between the concentration of sodium tungstate and the growth inhibition
of A. ferroxidans [137].

NayWO4 (mM) Cell Growth (Cells/mL) Concentration of FeZ* (mM)
0 108 0
0.01 107 0
0.05 106 20
0.1 10° 70
0.2 0 110

6.2. Concrete Modification

Improving the corrosion resistance of concrete through modification can be another
way to control MICC. The modification of concrete can be achieved by changing the
structure of concrete. The permeation resistance of concrete is influenced significantly
with biological corrosion and is closely linked to the pore structure of concrete. Due to its
low porosity and small pore size, aerated concrete has a significantly better permeation
resistance and a better acid corrosion resistance than ordinary concrete [106]. Another
effective method for concrete modification is the addition of functional materials to improve
the properties of concrete [143]. Song et al. [144] found that concrete containing 1% or
2% anaerobic granular sludge had 15% and 55% reduced corrosion rates, respectively,
compared to control concrete without anaerobic granular sludge. The addition of anaerobic
granular sludge increased the pH of the concrete surface and, thus, the total relative
abundance of corrosion-causing microorganisms was reduced. That bio-concrete can
significantly reduce the production of biogenic sulfuric acid with microorganisms, thus
reducing the corrosion of concrete [144].

The emergence of nanomaterials is a major advancement in material sciences. The
addition of nanomaterials to concrete has been shown to significantly improve the perfor-
mance of concrete by inhibiting the metabolism of microorganisms [145,146]. Klapiszewska
et al. [147] investigated concrete performance with the addition of ZnO/lignin and ZnO-
5i0, /lignin as admixtures and found that concrete containing ZnO/lignin had excellent
antimicrobial properties and that ZnO determined the antimicrobial properties of this
concrete. In the case of a ZnO-5i0, /lignin mixture, an addition of SiO, reduced the ZnO
content, which caused a decrease in antimicrobial properties.

Acid-resistant concrete can be prepared and improved by adding silica fume, kaolin
and low-calcium fly ash to the concrete. This also improves the concrete resistance against
microbial corrosion [148]. Usman and Sam [149] stated that incorporating metakaolin into
concrete caused a superior resistance to a sulfuric acid attack compared to ordinary concrete.



Microorganisms 2023, 11, 2076

14 of 21

Polymers are also good fillers and concrete containing polymers such as styrene, acrylate,
acrylic acid, butylbenzene, vinyl polymers and polyethylene terephthalate showed less
corrosion compared to ordinary concrete [150,151].

Adding a biocide into concrete is one of the methods to produce antimicrobial concrete.
Antimicrobial concrete containing zinc oxide and sodium bromide has been shown to have
an inhibitory effect on microorganisms [136,139,152-154].

The modification of the concrete surface is another method. Hayek et al. [155] investi-
gated microbial adhesion on concrete surfaces by reducing the roughness of concrete and
found that the roughness influences the microbial adhesion, meaning a reduced roughness
decreases microbial adhesion.

Fiber reinforcement can help to protect concrete. Biogenic sulfuric acid can cause the
production of calcium aluminate, a swelling product in concrete, which causes cracking.
A fiber reinforcement can improve the cracking resistance of concrete and thus reduce
damage caused by swelling [156].

Currently, concrete modification can only reduce microbial corrosion to a certain extent
and cannot completely eliminate microbial damage. Therefore, further efforts are needed
to develop better methods for concrete modification to resist MICC.

6.3. Coatings

Protective concrete coatings are often classified into two types: inert coatings and
antibacterial coatings [157,158]. The protective mechanism of inert coatings acts as a barrier
to prevent biological sulfuric acid from coming into contact with concrete. The protective
mechanism of antibacterial coatings aids in limiting or inactivating microbes and their
activity, thereby reducing biological sulfuric acid production [9]. For highly corroded
concrete sewer pipes, the sewer pipes can be protected with resins or glass-fiber-reinforced
resins as inner wall coatings [50]. Kamarul Asri et al. [159] found that silver ions had an
antibacterial effect when they studied silver-ion-modified zeolite-polyurethane coatings
on mortar surfaces in an aqueous solution. Merachtsaki et al. [160] investigated the pH
of concrete surfaces coated with calcined magnesium powder (MgO) and magnesium
hydroxide powder [Mg(OH);] in different proportions of [Mg(OH);] (0%, 20%, 40% and
60%) and found that the pH of the concrete surface remained alkaline under the attack of
biological sulfuric acid, confirming that these coatings protect concrete from a microbial
attack. De Muynck et al. [153] found that the mass loss of concrete with an epoxy coating
was 1.9 £ 0.4 g in microbial corrosion simulation environments. However, the mass loss of
silver—copper-zeolite-modified concrete, antimicrobial-fiber-modified concrete and sewer
pipe reference concrete was 9.4 + 0.8 g, 9.1 + 0.4 g and 18.7 £ 1.0 g, respectively [153]. The
author concluded that the best protective performance was obtained with an epoxy coating.
Haile et al. [161] stated that the pH of concrete pipes coated with copper oxide nanoparticles
began to increase on the 5th day in their tests, owing to the inhibition of bacterial activity.
Vaidya et al. [162] used electrodeposition to deposit copper on the concrete surface to study
and overcome the problems of the poor bonding of a coating to concrete, besides shrinkage
and spalling that occurred in the original spraying process. Roghanian et al. [163] modified
a concrete surface antibacterial coating with a composite of zinc and bentonite as a carrier
and found that the composite coating showed good bonding strength after corrosion with
biogenic acids. The mortar samples coated with the composite coating showed a strength
loss of 35% after corrosion, compared with the 73% strength loss of normal concrete.

Despite the widespread usage of coatings for concrete protection, certain drawbacks
such as the bonding between a coating and the concrete and the impact of a coating on the
performance of concrete warrant more research.

7. Perspectives and Concluding Remarks

The age of sewer systems worldwide is increasing. Thus, the problems caused by
MICC are becoming more and more serious, and research on the mechanisms, influencing
factors, corrosion models and protective measures for MICC is therefore becoming increas-
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ingly important. However, as MICC involves many disciplines (biology, material science,
engineering structures, etc.), interdisciplinary research also poses numerous difficulties
for researchers. There are fundamental and scientific problems that still exist with MICC.
These subjects should attract more attention from researchers, in addition to the willingness
to perform interdisciplinary work.

(1) Although remarkable achievements have been made for MICC, further research is
needed due to the diversity of microbial species and differing environments. This
review focuses on MICC processes in sewerage systems. It is worthwhile to also study
and investigate MICC involved in a marine environment using established protocols,
considering the increased demand for concrete in marine engineering.

(2) There is presently no established model for MICC prediction and no unified standard
to incorporate the large number of data obtained in specific experimental conditions.
Therefore, how to make the data obtained in a laboratory or the data obtained from
field tests applicable to a wide range still awaits further efforts.

(3) The fundamental purpose of research on MICC is to protect concrete, but there are
some drawbacks or undiscovered effects of various protective measures. For instance,
biocides have an excellent performance in inhibiting the growth of microorganisms,
but their impact on the performance of concrete and the environment may be prob-
lematic. Modifications of concrete and concrete coatings can protect concrete to a
certain extent, but there are still many inevitable challenges in the actual engineering
application, such as the cost, construction process and environmental impact issues.
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