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Abstract: Salt crystallization is a particularly relevant issue in the conservation of limestones used
in Cultural Heritage sites. In this study, various facies of limestones were characterized through
porosimetric and mechanical tests. The samples were subjected to experiments to determine their
resistance to salt crystallization by verifying the number of cycles at which 50% of them began to
lose weight. This number of experimental cycles was compared with the result calculated by the
analytical procedure of a chemomechanical model found in the literature. The comparison showed a
significant capability of the model to predict the experimental data.
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1. Introduction

Porous materials are an important class in the construction and building field. Indeed,
regardless of their origin, natural or artificial, most of the materials used in construc-
tion are porous. The presence of voids in the microstructure, on the one hand, can be
a positive aspect—for instance, reducing the density of materials and improving ther-
mal insulation—while on the other hand, it can be a detrimental factor for mechanical
properties and durability [1–5]. This latter characteristic becomes particularly significant,
especially when discussing materials used for the preservation of Cultural Heritage.

Water circulation into the porous structure and capillary absorption can contribute
to different weathering processes such as the dissolution of soluble phases, biological
colonization, freeze–thaw decay, and damage from salt crystallization cycles [1,6–13]. This
last is one of the main forms of degradation affecting in situ materials such as ceramic
bricks, cements, or building stones and is the deterioration caused by the crystallization
cycles of salts and the related expansive and contraction phenomena [14–28].

Specifically, the percolation of aqueous solutions from external sources (such as rain-
water or soil water), aerosol deposition, or the reaction of stone minerals with atmospheric
substances introduces soluble salts into the porous microstructure [19,26,29,30]. The accu-
mulation of these salts increases due to water evaporation phenomena. When the solution
becomes supersaturated with respect to a specific salt phase, it precipitates, leading to
phenomena known as efflorescence and subflorescence. Efflorescence occurs with a slow
rate of evaporation, allowing the aqueous solution contained in the pores to reach the sur-
face before evaporating, resulting in surface salt crystallization. In contrast, subflorescence
occurs when evaporation proceeds at a considerable rate, causing the aqueous solution to
evaporate within the pores, leading to internal salt accumulation and crystallization within
the material matrix [19,26,27,29,30]. Relevant examples of salt crystallization damage are
represented by Luxor Egyptian construction, the ruins of Petra, Pompeii monuments,
etc. [7,21,31–33].

The extent of damage is influenced by the type of salt involved in the crystallization
and solubilization processes [26,28]. Some salts are particularly hygroscopic, and their
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phase changes are closely linked to the environmental conditions they are exposed to. By
considering the ions in the solutions, a large number of salts (more than 85) can be found in
stones. Some of them are relatively common, such as sulfate, chloride, sodium, potassium,
magnesium, nitrate, and calcium, while others are less common, such as carbonate or
bicarbonate, phosphate, fluoride, acetate, oxalate, ammonium, nitrite, and formate [25].

One of the most damaging salts is sodium sulfate, which crystallizes in various
forms. However, the primary forms found in building materials are thenardite (anhydrous,
Na2SO4) and mirabilite (hydrate, Na2SO4·10H2O). This hydration process consists in a
large volume variation (expansion) equal to 314% [30].

Rodriguez-Navarro et al. found that mirabilite crystallizes at relative humidity (RH)
levels above 50%, while thenardite crystallizes at RH levels below 50% [17,22].

Lopez-Arce et al. [17] performed a series of experiments on sodium sulfate crystal-
lization observed by ESEM in a climatic chamber. They determined that the critical RH
value is around 75%, which represents the inflection point for volume variations (expan-
sion/contraction and hydration/dehydration reactions). At this point, expansion occurs as
humidity increases above 75% RH, and contraction occurs as humidity decreases below
75% RH, and both are accompanied by corresponding volume changes. These authors,
considering the crystallization rate and the speed of humidity variation, emphasize that
thenardite plays a significant role in masonry decay [17], while other authors have identified
mirabilite as the primary cause of degradation [29].

Chatterji and Jensen [34] investigated the solubility of thenardite and mirabilite under
varying relative humidity conditions, observing that the solubility of the anhydrous phase
is significantly higher than that of the hydrate below 32 ◦C. Under these conditions, any
circulation of aqueous solutions within the structure of a porous material or an increase
in relative humidity will lead to the dissolution of thenardite and the precipitation of
mirabilite [34]. The cyclical repetition of these events (imbibition/drying) results in an accu-
mulation of precipitate and a significant increase in tensile stress, exceeding the allowable
stress limits of the material, leading to its decay and a consequent loss of weight.

These degradation processes are particularly harmful to limestone. This fact becomes
even more significant when considering the widespread use of this stone and the con-
siderable historical and artistic heritage created over the centuries [35–40]. Furthermore,
studying these materials in situ at Cultural Heritage sites is even more complex due to
the impossibility of performing large-scale sampling, which is necessary for material char-
acterization. This has led to intense laboratory activity on facies similar to those found
in Cultural Heritage objects and highlights the ambitious goal of developing analytical
procedures capable of predicting the harmfulness of certain conditions over others. In this
way, it will be easier to implement appropriate conservation strategies.

In this study, the resistance of Miocene limestone was evaluated through experimental
tests involving the imbibition of a sodium sulfate solution and the drying of the samples.
Specifically, as the cycles of the test (imbibition and drying) progressed, the weight loss
of the samples (relative to the initial weight) was measured. This weight loss is attributed
to the mechanical stresses induced by the cyclic phenomenon of salt crystallization and
subsequent dissolution as hygrometric conditions vary. It serves as an indicator of the
degradation that porous materials of this nature can experience, potentially leading to
significant and compromising levels of destruction, which, in macroscopic terms, put at
risk the preservation of Cultural Heritage.

Additionally, a chemomechanical model was applied to predict the service life of the
samples in terms of exposure cycles to the sodium sulfate crystallization phenomenon. This
model has already proven to be particularly reliable in the original work proposed by Flatt
et al. [29]. Specifically, it was possible to calculate the number of salt crystallization cycles
after which local stresses generate macroscopic tensions that exceed the material’s tolerable
limits (experimentally measured through tensile mechanical tests) [29]. The model assumes
that surpassing these limits corresponds to structural damage, resulting in weight loss due
to the destruction of the sample [29].
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In this work, by comparing the number of cycles at which weight loss is experimentally
observed with the number of cycles at which the material’s stress limits are calculated to be
exceeded, a substantial agreement is found.

Overall, the aim of this work is twofold. On one hand, the purpose is to verify the resis-
tance of Miocene stone, which is widely used in the Mediterranean basin for the construction
of buildings that are now considered Cultural Heritage sites, to sodium sulfate crystallization
cycles. On the other hand, the objective is to validate the chemomechanical model to test the
reliability of an analytical tool that could be useful in the conservation process.

2. Materials and Methods

In this study, several samples of Miocene limestone (specifically from the middle–upper
Burdigalian–Langhian) were analyzed, originating from central-western Sardinia (Italy)
Santa Caterina di Pittinuri (40◦06′27.8′′ N 8◦30′16.9′′ E). This rock, characteristic of the
limestone cliffs in the area, features numerous bioclastic fragments and a homogeneous
and porous texture. The importance of this limestone lies in its historical use in various
archaeological sites across Sardinia [41].

The Bruker D8 Advance diffractometer (Leipzig, Germany), characterized by a mul-
timode LYNXEYE XE-T detector, has been used for obtaining X-ray analysis and relative
mineralogical phases which constituted the materials. Our tests employed Cu Kα radiation,
scanning over a range of scattering angles (2θ) from 5◦ to 80◦, with a step size of 0.05◦ and
an acquisition time of 15 s per angle. The obtained patterns were analyzed using Materials
Analysis Using Diffraction (MAUD) software [42,43].

Micromeritics® Autopore IV 9500 Porosimeter has been used to perform Mercury
Intrusion Porosimetry (MIP) tests (conditions: 2200 bars; equilibration time: 10 s). Each
measurement was repeated three times per sample. The sample dimensions were approxi-
mately 1.5 cm2.

Mechanical tests were performed to measure tensile stress by using an MTS Landmark
370 (Eden Prairie, MN, USA) universal test machine.

Six series, each consisting of 8 samples, were individuated as a function of porosity.
Cubic samples with a side length of 40 mm were used. For the determination of resistance
to salt crystallization, the samples were oven-dried to a constant mass and then immersed
in a sodium sulfate solution with a concentration of 0.0645 ± 0.0001 g·mL−1 for 2 h at 25 ◦C.
After two hours, the samples were dried in the oven at 105 ◦C for twenty hours and then
cooled to room temperature. This procedure was repeated for 15 cycles. At the end of each
cycle, the samples were weighed to monitor any weight gain or loss.

3. Results and Discussion

Six different facies of Miocene limestones have been characterized to study their decay
caused by sodium sulfate crystallization. XRD analysis, performed using the Rietveld
method, shows that the mineralogical compositions are very similar for each system and
are composed of the following: calcite: 69.93 ± 0.00%; dolomite: 28.11 ± 0.69%; clinochlore:
1.28 ± 0.20%; illite: 0.29 ± 0.22%; quartz: 0.38 ± 0.02%. A typical XRD pattern is reported
in Figure 1.

In Figure 2, cumulative curves relative to different systems, obtained using the MIP
technique, are reported. It is notable that the pore size range is between 100 µm and
0.01 µm. The inflection point, which corresponds to the maximum pore size distribution,
is around 2 µm. As reported in Table 1, the average pore volume fraction (ε) is specific
for each facies and ranges between 43.37% ± 2.00 and 26.00% ± 2.00 (density δ between
1.58 and 1.96 g/cm3). This variability is due to the significant heterogeneity of this type of
sedimentary rock and the relative diagenetic conditions and processes.

The specific surface area values (SSAs), which range from 1.91 to 1.14 m2/g, are
directly proportional to the porosity and indicate an increasing risk of salt crystallization
within the porous microstructure. This is due to the presence of a high number of nucleation
sites that accelerate and intensify the process [1,3,17,44].
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Figure 2. Pore cumulative curves for different series of Miocene limestones studied (— C1; — C2;
— C3; — C4; — C5; — C6). In particular, considering three different pore radius ranges in relation to
the hazard level of salt crystallization (with the highest risk identified in the range between 1 and
0.05 µm [1,3,44]), it can be observed that approximately 50% of the porosity is distributed within
the high-risk vulnerability range. Indeed, such pore size distributions lead to high crystallization
pressures that can cause significant damage to the material’s microstructure [22]. Consequently, the
average pore radius (APR) of the distribution falls within the critical range, with values between
0.322 µm and 0.185 µm.

Table 1. Materials properties for different facies: total porosity (ε), porosity in the first range
(ε r > 1 µm), porosity in the second range (ε 1 < r < 0.05 µm), porosity in the third range (ε r < 0.05 µm),
average pore radius (APR), specific surface area (SSA) and bulk density (δ) and tensile strength (σT).

Series ε

(%)
εr >1 µm

(%)
ε1 < r < 0.05 µm

(%)
εr < 0.05 µm

(%)
APR
(µm)

SSA
(m2/g)

δ

(g/cm3)
σT

(MPa)

C1 26.00 ± 2.00 12.08 ± 0.80 12.55 ± 0.45 1.37 ± 0.75 0.263 ± 0.62 1.14 ± 0.96 1.96 ± 2.00 4.0 ± 0.2
C2 30.26 ± 2.50 15.09 ± 0.73 13.95 ± 0.61 1.22 ± 1.16 0.275 ± 1.15 1.38 ± 1.08 1.95 ± 2.50 3.8 ± 0.3
C3 33.41 ± 2.30 16.65 ± 0.92 15.41 ± 0.75 1.35 ± 0.63 0.322 ± 0.53 1.39 ± 0.68 1.83 ± 2.30 3.2 ± 0.2
C4 36.81 ± 1.85 18.35 ± 0.83 16.97 ± 0.56 1.49 ± 0.46 0.321 ± 0.82 1.42 ± 0.94 1.76 ± 1.85 3.0 ± 0.4
C5 39.10 ± 2.20 19.96 ± 0.59 17.45 ± 0.43 1.69 ± 1.18 0.185 ± 0.79 1.86 ± 1.12 1.71 ± 2.20 2.8 ± 0.3
C6 43.38 ± 2.00 22.15 ± 0.74 19.36 ± 0.26 1.87 ± 1.00 0.213 ± 1.03 1.91 ± 0.94 1.58 ± 2.00 2.6 ± 0.6

In Table 1, the respective values for tensile strength (σT) for different limestone facies
are also reported, ranging from 4.0 ± 0.2 MPa to 2.6 ± 0.6 MPa. As expected, these
variations are inversely proportional to porosity data.

The observation of porosimetric and mechanical data highlights an increasing risk of
degradation from system C1 to C6, which must be confirmed through salt crystallization
resistance tests.
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The type of experiment is summarized in Figure 3. During a typical test cycle, the dry
sample is weighed and subsequently imbibed with an aqueous sodium sulfate solution.
Once the absorption is complete (which takes 2 h at 25 ◦C), the sample is dried in an oven
(20 h at 105 ◦C) and then cooled to room temperature. A subsequent weight measurement
initiates the new cycle, recording any mass variations.
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The starting point of each cycle coincides with the preparation of the solution.

Figure 4 reports mass variation during the experiment. Initially, the samples increase
in weight due to the accumulation of sodium sulfate (thenardite) in the pore structure.

The conditions occurring in the subsequent cycles involve a process of thenardite dis-
solution, leading to a state of sodium sulfate supersaturation and subsequent precipitation
in the form of mirabilite. The crystallization of mirabilite generates high pressures within
the porous matrix, resulting in cracking and ultimately the fracturing of the material, the
consequent loss of parts, and therefore a decrease in the sample’s mass.

It can be observed that the samples lose weight (relative to their initial masses) after a
different number of cycles. Their resistance to crystallization is correlated with their porosity
and tensile strength. In fact, the samples that exhibit weight loss after a higher number of
cycles belong to systems with lower porosity and higher tensile strength. Conversely, the
weaker samples have significant porosity and lower tensile strength.

In the adopted experimental procedure formalized by Flatt et al. [29], the starting
point of considerable degradation corresponds to the cycles in which 50% of the samples
have lost mass, represented in the graphs as filled points.

The ability to study and predict this phenomenon and its effects is of fundamental
importance in the field of Cultural Heritage.

The severity of the decay is related to crystallization pressure, which can be expressed
as follows:

∆PC =
RT
νM

[
Ksp,T − Ksp,M + 10ln

(
RHsat,T

100

) ]
(1)

where R (8.314 J·mol−1·K−1) is the gas constant, T (298.15 K) is the temperature, and νM is
the molar volume of mirabilite (217.7 cm3 mol−1). Ksp,T and Ksp,M denote the thermody-
namic solubility products of the two considered phases of sodium sulfate: thenardite and
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mirabilite, respectively [45]. RHsat,T represents the relative humidity at which thenardite
begins to absorb moisture from the air and starts to transition into a liquid solution (del-
iquescence). It is determined by accounting for water activity in a nonideal solution,
utilizing the Pitzer parameter suited for relevant concentrations [45].
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Starting from this consideration, Flatt et al. [29] proposed a model based on a poro-
mechanical approach in which mirabilite is assumed to be homogeneously distributed into
the microstructure of the sample. By analyzing a characteristic volume, the applied average
stress, which corresponds to the macroscopic tensile stress, can be analytically expressed
as follows:

σ∗ = σrbSc (2)
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where b (0.74 in this work) represents the Biot coefficient; σr is the radial compressive
strength which can be equated to ∆Pc (Equation (1)); and Sc, derived from the analytical
formula, is expressed as follows:

Sc,i =
νT
νM

[
1 −

(
1 − νT

cNa2SO4

MT

)i
]

(3)

Equation (3) allows the calculation of the volume fraction of the pore space filled
with crystals, taking into account that νT , MT, cNa2SO4 are the molar volume of thenardite
(53.3 cm3·mol−1); the molar mass of thenardite (142.04 g·mol−1); and the concentration
of sodium sulfate in the solution (0.0645 ± 0.0001 g·mL−1). Under these conditions, Sc is
approximately one, indicating full pore saturation, after 11–12 cycles.

Critical stress for specific materials is calculated by using a strain energy criterion,
as follows:

σ∗
C =

σT√
3(1 − 2ν)

(4)

It represents the values at which the material is expected to fail, where ν (0.28 ± 0.02)
is the Poisson’s ratio and σT is the experimental tensile strength (Table 1, tensile strength
for different facies).

A parametric inspection has been performed by considering different conditions in
which systems could be found (Figure 5). In particular, a case was considered where the
temperature varies (2.5, 7.5, 12.5, 20, 25, and 30.0 ◦C) and consequently, there are changes
in the RH value and the solubility products of the sodium sulfate mineralogical phases
(thenardite and mirabilite) [45], and a case was considered where the concentration of the
solutions varies (2, 3, 4, 5, 6.1% w/w) while keeping the temperature constant (T = 25 ◦C).
These calculations show how both quantities are capable of significantly influencing salt
crystallization and thus of establishing the potential danger of the phenomenon.
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(# = 6.1%; ♢ = 5%; ∆ = 4%; × = 3%; □ = 2%) at a temperature of 25 ◦C. The gray band indicates the
critical stress range between 2.17 and 3.65 MPa.
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The effects (degradation) of the macroscopic tensile stresses generated by salt crystal-
lization are consequent to the value of the critical stress of the specific material.

In the case of the limestones considered, the critical stress (σ∗
C) varies between 2.17 and

3.65 MPa for the different systems (gray band in Figure 5). In general, it can be seen that in
both the case where the temperature reaches 30 ◦C, as already observed by Price [29], and
the case where the concentration is less than 2%, the limestone does not fail. In fact, the
stress value due to salt crystallization in the porous structure of the sample does not exceed
the material’s limiting strength. This set of data confirms that the phenomenon studied is
particularly damaging within a range of temperatures and concentrations that frequently
occur in the environmental conditions in which the materials are used.

Thus, the model has the purpose and ambition of determining the number of salt
crystallization cycles after which sample damage and subsequent weight loss occur.

Figure 6 reports calculations performed using Equation (2) for macroscopic tensile
strength and Equation (4) for critical stress for each system. From the assumptions made, it
is calculated that the cycle corresponding to the occurrence of sample degradation (weight
loss with respect to the initial mass) is derived from the projection on the x-axis of the first
tensile stress value greater than the critical stress value.

To verify the reliability of the model, it is necessary, as proposed by Flatt et al. [29],
to compare the calculated number of cycles at which material degradation occurs with
the number of cycles at which at least 50% of the samples in a series begin to lose weight
compared to their initial mass.

The cycle value at which weight loss (and thus degradation) from salt crystallization
is experimentally observed in Figure 4 is given in Figure 6 (filled point).

A comparison between the experimental results and calculations shows that the model
is capable of predicting the cycle in which samples start to lose mass and, consequently,
predicting the decay process.

It is evident that porosity has a significative influence. Indeed, samples which have a
greater pore volume fraction lose mass after fewer cycles compared to those that are less
porous. It is necessary to consider that not only does porosity increase in the different
samples that lose a greater amount of material, but specifically, the fraction of pores
within the range of critical radii for the phenomenon of salt crystallization increases [3].
Conversely, given the inverse proportionality between porosity and mechanical properties,
the number of cycles the material can resist before weight loss is inversely proportional to
the tensile strength.

This result validates the adopted modeling approach and provides an easily applicable
analytical procedure for predicting degradation due to salt crystallization [29].

The formalization of new reliable analytical procedures is of fundamental importance
in the field of Cultural Heritage degradation, where extensive sampling of materials in situ
is not possible due to the need to protect the property. Therefore, acquiring experimental
information through minimal sampling (such as that required for XRD and MIP tests) is
essential to obtain data on the nature of the material and its microstructure. Using these
data as input (both direct and indirect) for modeling can offer the possibility of calculating
physical quantities and resistance to degradation that could otherwise only be estimated
through statistically robust experimental campaigns.
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4. Conclusions

The determination of resistance to salt crystallization is a fundamental issue in the
conservation of materials used in Cultural Heritage sites, particularly those made of
limestone. In this article, different facies of this stone were studied. The experiments,
based on cycles of imbibition in a sodium sulfate solution and drying in a muffle furnace,
aimed at measuring the progressive weight change from the initial weight of the sample. In
this way, the resistance to salt crystallization could be assessed. It can be seen that the latter
is strongly influenced by porosity and its size distribution, as well as by the mechanical
properties of the material, which are consequently lower when porosity increases.

For each series of samples, the number of cycles at which weight loss relative to the
initial mass occurred was measured. The onset of degradation due to salt crystallization
was defined as the cycle at which 50% of the samples lost weight.
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The reproducibility of the data is highly reliable, as, on average, 80% of the samples
(as opposed to the 50% required by Flatt’s procedure) lost weight relative to the initial mass
simultaneously and thus during the same salt crystallization cycle.

This determination was compared with that calculated through a chemomechanical
model based on the conditions of salt crystallization and the properties of the material. The
results demonstrate the notable reliability of the model in predicting the number of cycles
of resistance to salt crystallization.

Although limited to the control of a small number of variables, the adopted procedure
is confirmed to be capable of detecting the onset of degradation, in terms of weight loss, of
the studied limestones and is proposed as a valuable tool to support researchers in the field
of Cultural Heritage conservation. Further developments include the validation of this
analytical procedure for different types of porous materials and, even more ambitiously, its
incorporation into complex, multivariable models.

Author Contributions: Conceptualization, G.P. and M.C. (Marta Cappai); methodology, G.P., M.C.
(Marta Casti) and M.C. (Marta Cappai); software, G.P. and M.C. (Marta Cappai); validation, G.P., M.C.
(Marta Casti) and M.C. (Marta Cappai); formal analysis, M.C. (Marta Casti) and M.C. (Marta Cappai);
investigation, G.P., M.C. (Marta Casti) and M.C. (Marta Cappai); resources, G.P.; data curation, G.P.,
M.C. (Marta Casti) and M.C. (Marta Cappai); writing—original draft preparation, G.P. and M.C.
(Marta Cappai); writing—review and editing, G.P. and M.C. (Marta Cappai); visualization, M.C.
(Marta Casti); supervision, G.P.; project administration, G.P.; funding acquisition, G.P. All authors
have read and agreed to the published version of the manuscript.

Funding: This research received no external funding.

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: Data are contained within the article.

Acknowledgments: We gratefully acknowledge the University of Cagliari.

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

References
1. Benavente, D.; del Cura, M.A.G.; Fort, R.; Ordónez, S. Durability Estimation of Porous Building Stones from Pore Structure and

Strength. Eng. Geol. 2004, 74, 113–127. [CrossRef]
2. Torraca, G. Porous Building Materials Materials Science for Architectural Conservation, 3rd ed.; ICCROM, Ed.; ICCROM: Rome, Italy,

2005; ISBN 92-9077-198-4.
3. Yu, S.; Oguchi, C.T. Role of Pore Size Distribution in Salt Uptake, Damage, and Predicting Salt Susceptibility of Eight Types of

Japanese Building Stones. Eng. Geol. 2010, 115, 226–236. [CrossRef]
4. Casnedi, L.; Cappai, M.; Cincotti, A.; Delogu, F.; Pia, G. Porosity Effects on Water Vapour Permeability in Earthen Materials:

Experimental Evidence and Modelling Description. J. Build. Eng. 2020, 27, 100987. [CrossRef]
5. Cappai, M.; Pia, G. Thermal Conductivity of Porous Building Materials: An Exploration of New Challenges in Fractal Modeling

Solutions. RILEM Tech. Lett. 2023, 8, 79–93. [CrossRef]
6. Rabat, Á.; Cano, M.; Tomás, R. Effect of Water Saturation on Strength and Deformability of Building Calcarenite Stones:

Correlations with Their Physical Properties. Constr. Build. Mater. 2020, 232, 117259. [CrossRef]
7. Kilian, R.; Borgatta, L.; Wendler, E. Investigation of the Deterioration Mechanisms Induced by Moisture and Soluble Salts in the

Necropolis of Porta Nocera, Pompeii (Italy). Herit. Sci. 2023, 11, 72. [CrossRef]
8. Striani, R.; Cappai, M.; Casnedi, L.; Esposito Corcione, C.; Pia, G. Coating’s Influence on Wind Erosion of Porous Stones Used

in the Cultural Heritage of Southern Italy: Surface Characterisation and Resistance. Case Stud. Constr. Mater. 2022, 17, e01501.
[CrossRef]

9. Cappai, M.; Casnedi, L.; Carcangiu, G.; Delogu, F.; Pozzi-Escot, D.; Pacheco, G.; Pia, G.; Meloni, P. Weathering of Earth-Painted
Surfaces: Environmental Monitoring and Artificial Aging. Constr. Build. Mater. 2022, 344, 128193. [CrossRef]

10. Cappai, M.; Delogu, F.; Pozzi-Escot, D.; Pacheco Neyra, G.; Meloni, P.; Pia, G. Degradation Phenomena of Templo Pintado Painted
Plasters. Constr. Build. Mater. 2023, 392, 131839. [CrossRef]

11. Viles, H.A. Can Stone Decay Be Chaotic? Spec. Pap. Geol. Soc. Am. 2005, 390, 11–16. [CrossRef]
12. Yue, J.; Li, Y.; Luo, Z.; Huang, X.; Kong, Q.; Wang, Z. Study on Deterioration Law and Mechanism of Gray Brick Due to Salt

Crystallization. Materials 2022, 15, 2936. [CrossRef] [PubMed]

https://doi.org/10.1016/j.enggeo.2004.03.005
https://doi.org/10.1016/j.enggeo.2009.05.007
https://doi.org/10.1016/j.jobe.2019.100987
https://doi.org/10.21809/rilemtechlett.2023.178
https://doi.org/10.1016/j.conbuildmat.2019.117259
https://doi.org/10.1186/s40494-023-00900-z
https://doi.org/10.1016/j.cscm.2022.e01501
https://doi.org/10.1016/j.conbuildmat.2022.128193
https://doi.org/10.1016/j.conbuildmat.2023.131839
https://doi.org/10.1130/0-8137-2390-6.11
https://doi.org/10.3390/ma15082936
https://www.ncbi.nlm.nih.gov/pubmed/35454629


Materials 2024, 17, 3986 11 of 12

13. Cappai, M.; Sanna, U.; Pia, G. A Fuzzy Model for Studying Kinetic Decay Phenomena in Genna Maria Nuraghe: Material
Properties, Environmental Data, Accelerated Ageing, and Model Calculations. Case Stud. Constr. Mater. 2024, 21, e03513.
[CrossRef]

14. Rives, V.; García-Talegón, J. Decay and Conservation of Building Stones on Cultural Heritage Monuments. Mater. Sci. Forum 2006,
514–516, 1689–1694. [CrossRef]

15. Cardell, C.; Benavente, D.; Rodríguez-Gordillo, J. Weathering of Limestone Building Material by Mixed Sulfate Solutions.
Characterization of Stone Microstructure, Reaction Products and Decay Forms. Mater. Charact. 2008, 59, 1371–1385. [CrossRef]

16. Germinario, L.; Oguchi, C.T. Underground Salt Weathering of Heritage Stone: Lithological and Environmental Constraints on the
Formation of Sulfate Efflorescences and Crusts. J. Cult. Herit. 2021, 49, 85–93. [CrossRef]

17. Godts, S.; Orr, S.A.; Steiger, M.; Stahlbuhk, A.; De Kock, T.; Desarnaud, J.; De Clercq, H.; Cnudde, V. Salt Mixtures in Stone
Weathering. Sci. Rep. 2023, 13, 13306. [CrossRef]

18. Espinosa-Marzal, R.M.; Hamilton, A.; McNall, M.; Whitaker, K.; Scherer, G.W. The Chemomechanics of Crystallization during
Rewetting of Limestone Impregnated with Sodium Sulfate. J. Mater. Res. 2011, 26, 1472–1481. [CrossRef]

19. Espinosa Marzal, R.M.; Scherer, G.W. Crystallization of Sodium Sulfate Salts in Limestone. Environ. Geol. 2008, 56, 605–621.
[CrossRef]

20. Espinosa-Marzal, R.M.; Scherer, G.W. Mechanisms of Damage by Salt. Geol. Soc. Spec. Publ. 2010, 331, 61–77. [CrossRef]
21. Aranda, M.A.G.; De la Torre, A.G. Sulfoaluminate Cement. In Eco-Efficient Concrete; Pacheco-Torgal, F., Jalali, S., Labrincha, J.,

John, V.M., Eds.; Elsevier: Amsterdam, The Netherlands, 2013; pp. 488–522. ISBN 9780857094247.
22. Lopez-Arce, P.; Doehne, E. Kinetics of Sodium Sulfate Efflorescence as Observed by Humidity Cycling with ESEM. In Proceedings

of the International Conference on Heritage, Weathering and Conservation (HWC 2006), Madrid, Spain, 21–24 June 2006; Volume
1, pp. 285–291.

23. Scrivano, S.; Gaggero, L. An Experimental Investigation into the Salt-Weathering Susceptibility of Building Limestones. Rock
Mech. Rock Eng. 2020, 53, 5329–5343. [CrossRef]

24. Scherer, G.W. Stress from Crystallization of Salt. Cem. Concr. Res. 2004, 34, 1613–1624. [CrossRef]
25. Shen, Y.-X.; Chen, W.-W.; Kuang, J.; Du, W.-F. Effect of Salts on Earthen Materials Deterioration after Humidity Cycling. J. Cent.

South Univ. 2017, 24, 796–806. [CrossRef]
26. Sena da Fonseca, B.; Ferreira Pinto, A.P.; Rucha, M.; Alves, M.M.; Montemor, M.F. Damaging Effects of Salt Crystallization on a

Porous Limestone after Consolidation Treatments. Constr. Build. Mater. 2023, 374, 130967. [CrossRef]
27. Rodriguez-Navarro, C.; Doehne, E. Salt Weathering: Influence of Evaporation Rate, Supersaturation and Crystallization Pattern.

Earth Surf. Process. Landf. 1999, 24, 191–209. [CrossRef]
28. Rodriguez-Navarro, C.; Doehne, E.; Sebastian, E. How Does Sodium Sulfate Crystallize? Implications for the Decay and Testing

of Building Materials. Cem. Concr. Res. 2000, 30, 1527–1534. [CrossRef]
29. Flatt, R.J.; Caruso, F.; Sanchez, A.M.A.; Scherer, G.W. Chemo-Mechanics of Salt Damage in Stone. Nat. Commun. 2014, 5, 4823.

[CrossRef] [PubMed]
30. Tsui, N.; Flatt, R.J.; Scherer, G.W. Crystallization Damage by Sodium Sulfate. J. Cult. Herit. 2003, 4, 109–115. [CrossRef]
31. Paradise, T.R. Petra Revisited: An Examination of Sandstone Weathering Research in Petra, Jordan. Spec. Pap. Geol. Soc. Am. 2005,

390, 39–49. [CrossRef]
32. Fitzner, B.; Heinrichs, K.; Bouchardiere, D. La Weathering Damage on Pharaonic Sandstone Monuments in Luxor-Egypt. Build.

Environ. 2003, 38, 1089–1103. [CrossRef]
33. Richter, L.E.; Carlos, A.; Beber, D.M. The Conservation of Wall Paintings. Proceedings of the a Symposium Organized by the Courtauld

Institute of Art and the Getty Conservation Institute, London, UK, 13–16 July 1987; Cather, S., Ed.; Oxford University Press: Oxford,
UK, 1987; ISBN 089236162X.

34. Chatterji, S.; Jensen, A.D. Efflorescence and Breakdown of Building Materials; Nordic Concrete Federation: Stockholm, Sweden, 1989.
35. Zoghlami, K.; Martín-Martín, J.D.; Gómez-Gras, D.; Navarro, A.; Parcerisa, D.; Rosell, J.R. The Building Stone of the Roman

City of Dougga (Tunisia): Provenance, Petrophysical Characterisation and Durability. Comptes Rendus Geosci. 2017, 349, 402–411.
[CrossRef]

36. Cassar, J. The Use of Limestone in a Historic Context—The Experience of Malta. Geol. Soc. Spec. Publ. 2010, 331, 13–25. [CrossRef]
37. Siegesmund, S.; Grimm, W.D.; Dürrast, H.; Ruedrich, J. Limestones in Germany Used as Building Stones: An Overview. Geol. Soc.

Spec. Publ. 2010, 331, 37–59. [CrossRef]
38. Calvo, J.P.; Regueiro, M. Carbonate Rocks in the Mediterranean Region—From Classical to Innovative Uses of Building Stone.

Geol. Soc. Spec. Publ. 2010, 331, 27–35. [CrossRef]
39. Belfiore, C.M.; Calabrò, C.; Ruffolo, S.A.; Ricca, M.; Török; Pezzino, A.; La Russa, M.F. The Susceptibility to Degradation of Stone

Materials Used in the Built Heritage of the Ortygia Island (Syracuse, Italy): A Laboratory Study. Int. J. Rock Mech. Min. Sci. 2021,
146, 104877. [CrossRef]

40. Bonomo, A.E.; Minervino Amodio, A.; Prosser, G.; Sileo, M.; Rizzo, G. Evaluation of Soft Limestone Degradation in the Sassi
UNESCO Site (Matera, Southern Italy): Loss of Material Measurement and Classification. J. Cult. Herit. 2020, 42, 191–201.
[CrossRef]

https://doi.org/10.1016/j.cscm.2024.e03513
https://doi.org/10.4028/www.scientific.net/MSF.514-516.1689
https://doi.org/10.1016/j.matchar.2007.12.003
https://doi.org/10.1016/j.culher.2021.02.011
https://doi.org/10.1038/s41598-023-40590-y
https://doi.org/10.1557/jmr.2011.137
https://doi.org/10.1007/s00254-008-1441-7
https://doi.org/10.1144/SP331.5
https://doi.org/10.1007/s00603-020-02208-x
https://doi.org/10.1016/j.cemconres.2003.12.034
https://doi.org/10.1007/s11771-017-3482-0
https://doi.org/10.1016/j.conbuildmat.2023.130967
https://doi.org/10.1002/(SICI)1096-9837(199903)24:3%3C191::AID-ESP942%3E3.0.CO;2-G
https://doi.org/10.1016/S0008-8846(00)00381-1
https://doi.org/10.1038/ncomms5823
https://www.ncbi.nlm.nih.gov/pubmed/25208600
https://doi.org/10.1016/S1296-2074(03)00022-0
https://doi.org/10.1130/0-8137-2390-6.39
https://doi.org/10.1016/S0360-1323(03)00086-6
https://doi.org/10.1016/j.crte.2017.09.017
https://doi.org/10.1144/SP331.2
https://doi.org/10.1144/SP331.4
https://doi.org/10.1144/SP331.3
https://doi.org/10.1016/j.ijrmms.2021.104877
https://doi.org/10.1016/j.culher.2019.07.017


Materials 2024, 17, 3986 12 of 12

41. Oggiano, G.; Funedda, A.; Carmignani, L.; Pasci, S. The Sardinia-Corsica Microplate and Its Role in the Northern Apennine
Geodynamics: New Insights from the Tertiary Intraplate Strike-Slip Tectonics of Sardinia. Boll. Soc. Geol. Ital. 2009, 128, 527–539.
[CrossRef]

42. Lutterotti, L. Maud: A Rietveld Analysis Program Designed for the Internet and Experiment Integration. Acta Crystallogr. Sect. A
Found. Crystallogr. 2000, 56, s54. [CrossRef]

43. Lutterotti, L. Quantitative Rietveld Analysis in Batch Mode with Maud. IUCr 2005, 32, 53–55.
44. Steiger, M. Crystal Growth in Porous Materials - I: The Crystallization Pressure of Large Crystals. J. Cryst. Growth 2005, 282,

455–469. [CrossRef]
45. Steiger, M.; Asmussen, S. Crystallization of Sodium Sulfate Phases in Porous Materials: The Phase Diagram Na2SO4-H2O and

the Generation of Stress. Geochim. Cosmochim. Acta 2008, 72, 4291–4306. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

https://doi.org/10.3301/IJG.2009.128.2.527
https://doi.org/10.1107/S0108767300021954
https://doi.org/10.1016/j.jcrysgro.2005.05.007
https://doi.org/10.1016/j.gca.2008.05.053

	Introduction 
	Materials and Methods 
	Results and Discussion 
	Conclusions 
	References

