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ARTICLE INFO ABSTRACT

Keywords: Wind erosion (or aeolian corrosion) is one of the most relevant causes of weathering and
Conservation degradation which has affected building surfaces in Cultural Heritage. The effect depends on the
Limestone

wind strength, the impact of particles transported and their size and the characteristics of surfaces
affected. This aspect is very important for historical buildings constructed by using limestone as
Lecce stone (LS). LS has an extraordinary ability to be shaped, but is very sensitive to decay.
Exfoliation, wind erosion, absorption of water by capillary from the soil, are its main degradation
causes. For such a reason, the application of effective products able to act as “sacrifice film”
became necessary in order to minimise the degradation rate by preserving the limestone substrate
against serious weathering agents. In this work, the effects of aeolian corrosion, simulated by
means the accelerated test with sandblasting method, were studied. In particular, the effective-
ness of two specific commercial coatings, such as an innovative free-solvent hybrid organic-
inorganic coating (HYBRID) and a solvent-based coating (AS), was assessed relating to their
capability to preserve Lecce stone from the aeolian corrosion phenomenon. The protective effi-
cacy was guaranteed by both the commercial coatings even after accelerated wind erosion test, by
confirming a high hydrophobicity, low capillary water absorption and an adequate depth of
penetration inside the stone able to assure durability.

Photopolymerizable protective coating
Organic-Inorganic hybrids

Erosion

Sandblasting

1. Introduction

Porous limestone is one of the most used building materials in the Cultural Heritage for millennia and continue to be extensively
used as cladding and building material due to its load-bearing capacity. Countless historic cities were built using this sedimentary rock
thanks to its easy availability and workability. Many examples of its use can be found in Europe [1-3] and throughout the Mediter-
ranean basin [4,5]. In Italy, it is used in the entire territory and there are significant examples especially in Sicily [6,7], Apulia [8],
Sardinia [9,10] and Basilicata [11,12].

In the past, the limestone was considered resistant and durable, but over time it has been realised that it was particularly susceptible
to atmospheric agents, thus specific protective and conservation treatments are required [13,14].
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Rainwater, wind, thermal-hygrometric variations and anthropogenic environmental agents are the principal causes of stone made
monuments’ deterioration, which lead to the dissolution and aesthetic value loss of the material. The action of water capillary ab-
sorption with other environmental factors may lead to salt crystallisation, wet-dry and freeze-thaw cycles [15-18], biological colo-
nisation and acid rain effects [3,19]. The level of weathering depends on intrinsic properties of building stone and the geographical
monument location [20].

For example, in semiarid and desert areas, one of most typical mechanisms of deterioration is the movement and consequent impact
of particles of sand on the stone surface [21-23]. The sand, transported by wind and moved by saltation, impacts the material stressing
the surfaces which generate progressively micro cracks and material loss [21,24]. This phenomenon, knows as aeolian corrosion, is
influenced by many aspects including extrinsic conditions, like the typology of particles (size, shape and hardness), the wind velocity
and directionality, and intrinsic characteristics like surface material composition, its mechanical resistance, morphological aspect and
moisture condition [25-29]. Indeed, moisture is one of the most important parameters to be taken into account because it is involved in
the electrochemical and inter-particle surface forces (adhesive forces). A confirmation of aeolian corrosion is more aggressive on the
windy day, when the water absorbed by the material is lesser (and consequently cohesion force) and the detachment of the granules is
visible [22].

In order to preserve and minimise the degradation of Cultural Heritage, the most widely used methods of superficial protection
include the application of protectives to give hydrophobicity to the surface of the material [30-34] and the use of consolidating agents
to restore and increase grain cohesion and surface strength without modifying other physical features of the limestone [35-37].

Several organic, inorganic and HYBRID products have been used for this purpose. Starting from the 1960s, due to their optical
characteristics (transparency) and water repellent effect, acrylic and methacrylic monomers have been commonly used in the cultural
heritage preservation playing a remarkable role as consolidating and protecting material [38]. However, over time, acrylic systems
have shown poor durability due to their tendency to photo-oxidise when exposed to a slow and serious weathering. In addition, even if
they can be considered irreversible treatments, they present a good re-treatability [39,40]. On the other hand, inorganic protective
coatings were usually applied for their compatibility with the substrate, good durability and reversibility. However, they present a few
weaknesses such as intrinsic fragility, low mechanical properties and poor penetration inside the treated substrate [32].

In the previous works [32,41-43], the authors developed organic-inorganic (O-I) methacrylic-based photopolymerizable hydro-
phobic protectives for different kinds of substrates. The possibility of achieving a superhydrophobic behaviour of the treated stone in a
very short time and a very low environmental impact are some of the most evident advantages of these innovative coatings. In
particular, a photopolymerizable organic-inorganic hybrid product was developed and deeply studied as protective coating for porous
stones. All the protective performances of the hybrid product were evaluated in terms of: hydrophobicity, colorimetry, capillary water
absorption, transmission degree of liquid water, transmission degree of water vapour, durability. The details are reported in previous
works [32,44,45] in comparison with high quality commercial protective products. The hybrid coating was, successively, patented and
commercialised, as specified in the Experimental section.

The present paper describes an extensive investigation intended at measuring, by means of the accelerate aging sandblasting tests,
the effectiveness of the organic-inorganic hybrid coating and a commercial protective on a typical Apulia limestone substrate (Lecce
Stone, LS). The purpose is to propose an approach based on the quantification of the influence of sand particles on the strength of the
surface, which can be used as an instrument to validate the suitability of coatings.

2. Experimental
2.1. Stone substrate: Lecce Stone (LS)

The selected porous stone was Lecce Stone, the typical calcarenitic lithotype of South-East Italian region (Apulia-Salento). It is
composed of bioclasts of around 150 um, phosphatic nodules and a large number of little glauconite grains; the micritic matrix is
composed of clay minerals. General data for this stone report a considerable pore fraction which is about 0.36. The approximate
interconnected pore size ranges from 0.01 um to 30 um and the average dimension of pores is around 1 um [44].

2.2. Application of commercial products on Lecce Stone (LS)

The coatings influence evaluation of wind erosion of Lecce Stone has been performed by using two high quality commercial
protective products:

e Antipluviol S (labelled hereinafter as AS), supplied by MAPEL is a transparent solvent-based product composed of silane and
siloxane, suitable for different construction materials. As reported in the technical datasheet [46], AS creates an efficient protective
coating, hydrophobic, and is able to penetrate inside the substrate, capable of reducing biological colonisation by mosses and algae.
This product is also strongly resistant to UV radiations and alkaline environments. LS samples have been coated with4 to 5 sub-
sequent layers (wet on wet by brush) using AS in a quantity between 0.01 and 0.08 g/cm? per hand, as suggested by the supplier. By
considering the typology of the product, since it is a solvent-based coating, formed by more than 90 % of solvent and less than 10 %
by the active substance, with the evaporation of the solvent the coating is formed by means of the coalescence (physical phe-
nomenon). For such a reason, a higher quantity of product is required during the application in order to guarantee a uniform
treatment.
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Fig. 1. Schematic drawing of experimental device for measuring abrasion resistance.

e HYBRID, developed and patented in Europe by some of the authors of the University of Salento and currently supplied by Linea
Copernico of DELL’ANNA MUIA S.u.r.l. It is an innovative water-repellent photopolymerizable nanostructured Organic-Inorganic
product for the protection of fair-faced walls in natural stone, artificial stone and concrete. The product is composed of organic
domains, based on silanes and siloxanes, strongly interconnected with an inorganic nanoscale structure, ensuring a highly water-
repellent, breathable and transparent effect in only a few hours in the absence of solvents. An amount of 0.04 g/cm? of HYBRID was
applied to LS specimens in a single hand by brush and then the coated samples were exposed to sunlight for 55 h [45,47]. HYBRID is
a free-solvent photopolymerizable product, able to create a coating by means of chemical reactions following the absorption of
solar radiations by active substances (photoinitiators) able to activate the radical photopolymerization, as studied in a previous
work [48]. HYBRID is constituted of 95 % of active substance (organic fraction), this means that the quantity of product applied on
the stone is totally reactive with the great advantage to obtain the maxima yield, instead, the 5 % of inorganic fraction guarantee a
compatibility with the mineral nature of the limestone by conferring a mechanical improvement.

Before any application of the commercial products, the LS specimens were cleaned and prepared in agreement with UNI EN
16581:2015 [49]. At least three samples were used for each test.

2.3. Experimental techniques

Sandblasting tests were performed on untreated and treated LS samples using the device shown in Fig. 1.

The exposed squared surface has a side length equal to 70 mm, while the thickness of the samples is 10 mm. Abrasive material is a
quartz sand composed of particle size diameter of 900 um. Nozzle is positioned at 28 cm from the sample which has been blasted for
1 min (at a pressure of 2 bar). This procedure was repeated 25 times. At the end of each cycle, weight loss was measured and the
morphological characteristics of erosion were evaluated by observing images obtained by scanning blasted surfaces.

Air velocity profile was measured using the Hot Wire Anemometer HHF-SD1 by Omega, while a professional dynamometer con-
nected to the target plate was used for determining the impact force.

SEM analyses (Zeiss Evo40), were performed to assess the result of the erosion aging test on the surface characteristics and
morphology of the coated and uncoated stone. The combination of SEM and EDS techniques allowed to obtain more information about
aging by considering specific composition by elemental analyses, in particular the concentration and the distribution of each element
within the stone.

The hydrophobicity of the untreated and treated stone elements before and after accelerated erosion test was performed by means
of a First Ten Angstroms FTA1000 Quick Start instrument, furnished with a video-camera. The investigations were made by using the
sessile drop technique with (at room temperature) bi-distilled water (surface tension y = 72.1 mN/m), following the instructions of
NORMAL Protocol 33/89 [50]. Ten experiments were carried out on each sample before and after the aging test. All the results were
averaged.

Capillary water absorption ability, by using gravimetric sorption procedure, was assessed on untreated and treated stone samples
(120 x 60 x 10 mm), after the accelerated erosion test, according to UNI 15801:2010 [51]. The preserved surface of each sample was
placed on a filter paper pad (around 1 cm thick), wetted with distilled water. The wet specimen mass, m;, was defined by measuring the
weight of each sample after 10, 20 and 30 min and 1,4, 6, 24, 48, 96 h up to 8 days. As recommended by Normal UNI 15801:2010 [51],
the quantity of absorbed water per unit area, Q; (mg/cmz) is:

0 = (m’;m")looo )

where: m; is the sample mass (g) at the time ¢(s), my is the dry mass of each sample (g) and A is the surface area exposed to wet pad
(ecm?). Q; values were plotted vs. square root of time 73 according to:

Q=Ker'? (2)

where: Q represents the absorbed water, K is a proportional constant and t is time (s) to give the capillary absorption curve.
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Fig. 2. a) Air velocity profile with the sample at 28 cm from the nozzle, air pressure: 2 bar pressure; b) abrasion (g/m2 min) of the LS_NT (a), LS_AS
(e) and LS_HYBRID ().
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Fig. 3. LS_NT, LS_ HYBRID and LS_AS samples during erosion test.
3. Results and discussion

The study of the erosion process highlights untreated and treated LS samples’ resistance to the effects of a serious and slow
weathering, principally due to the wind action. Nozzle distance and air pressure have been selected for simulating a moderate breeze;
Beaufort scale value equal to 4 and air velocity of about 5.77 m/s (20.77 km/h). It is evident from Fig. 2a, that this condition, besides
being very common, gives the possibility to have a constant and approximately homogenous impact process on the entire surface [52].

Preliminary tests allow estimating: (i) the reduction in air pressure, when sand is introduced into the airstream, from 37 N/m? (for
air) alone to 28 N/m? (for air + sand); (ii) the quantity of sand which hits samples surface of about 142.85 g/min; and (iii) the number
of grains calculated taking into account their spherical volume (V = 3zr®) and Quartz specific weight (2.5 g/cm®) which consists of
about 150k at the 2 bar pressure.
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Fig. 4. SEM images of untreated and treated stone after aging test. a) LS_NT; b) LS_ HYBRID; c) LS_AS.

The abrasion of untreated and treated stone specimens is expressed in terms of weight reduction percentage. As expected, LS
untreated shows a larger mass loss than samples which are treated with a specific coating. In particular, the weight loss percentage
after 25 cycles is equal to 19.33 + 0.45 %, while for LS treated with the AS and HYBRID coatings it is equal to 7.44 + 0.34 % and 7.35
=+ 0.38 % respectively (Fig. 2b). It is evident that the values for LS_AS and LS_H are very similar, but the difference is in the morphology
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Fig. 5. Contact angle measurements on LS treated with experimental and commercial products. a) LS_ HYBRID before accelerated erosion test
o = (135.1 + 1.2)°; b) LS_HYBRID after accelerated erosion test o = (135.1 & 2.8)°; a) LS_AS before accelerated erosion test o = (135.4 & 1.9)°; b)
LS_AS after accelerated erosion test o = (126.1 + 3.6)°.
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Fig. 6. Capillary test after surface erosion. Sorption curves of LS untreated (a), LS treated with the AS (o) and HYBRID ([]) coatings with the
corresponding pictures after the capillarity test.

of decay. Indeed, HYBRID coating seems to protect uniformly the entire surface than AS. These last samples present a relevant
degradation in correspondence with the maximum value of air-sand flow velocity (Fig. 3).

In this last figure, it can be noted that the treatment with HYBRID and AS coatings are particularly effective. Cohesive capability of
used coatings minimises the abrasive effect by 3 times the initial value.

SEM was employed to examine the LS face treated with both commercial products. The resulting micrographies, with the corre-
sponding EDS analyses, of the coated and uncoated LS samples, after the accelerated erosion test, are reported in Fig. 4.

Each SEM micrography shows a regular dispersal of each coating on the observed surface, showing the lack of imperfections and
gaps. In addition, the erosion effect of the surface is more evident for untreated stone and slightly noticeable for LS treated with
HYBRID. The most important components achieved by EDS analyses are visible in the inset of Fig. 4a for untreated stone. The same
qualitative EDS spectrum was obtained for the treated stone specimens, showing that both uncoated and coated LS surfaces
comprehend, as expected for calcarenitic limestones, calcium, silicon and carbon. Since the commercial products contained silane and
siloxane, the EDS estimated the quantity of silicon (obtained eliminating the amount of Si due to the untreated stone) considering the
distance from the outside surface of the substrate in order to estimate the penetration depth of the coatings. A slight abstraction of the
HYBRID coating from the external surface of the stone was registered due to the accelerated erosion test. However, a high penetration
depth of about 8 mm (see inset of Fig. 4b) was measured for the HYBRID coating, evidencing the presence of HYBRID on the external
and the inner surface of the stone. Referring to the solvent-based product (see inset of Fig. 4c), the EDS analysis evidences that AS
possesses a high penetration depth of about 8 mm, evidencing, in addition, a higher amount of the product on the external surface of
the stone, even though it was exposed to the aging treatment. The presence of both commercial coatings inside the stone represents an
important direct evidence of their excellent protective properties and durability, since both of them were not completely removed from
the stone due to the accelerated erosion aging test.

In order to determine if the aging treatment influenced the super-hydrophobic performances of both commercial products, several
measurements of contact water angle were, hence, made on uncoated and coated LS stone after the erosion experimental measure-
ments. The results were compared with that obtained on the treated stone before the erosion tests (Fig. 5).

The measurements performed on untreated stone are not reported because the contact angle tests were unsuccessful due to the
ultra-rapid absorption of the water droplet. On the other hand, the presence of both coatings conveys an excellent superficial hy-
drophobicity to the stone, witnessed by a contact angle much higher than 90°, which remains almost unchanged even after the erosion
test. In detail, the water contact angle registered for HYBRID coating was about 135° before and after the aging test, while the contact
angle measured for the commercial product AS slightly decreased from about 135° to about 126°. Both results are an important ev-
idence of the capability of the products to protect the surface of the stone from liquid water absorption, even in extreme outdoor
conditions, confirming their outstanding protective properties and durability. The contact angle results represent, in turn, indirect
evidence of the presence of the products, even on the stone surface, after the accelerated erosion test, according to the SEM/EDS
results, reported in Fig. 5.
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The measurements of water capillary absorption were obtained for untreated and treated aged stone samples as reported in Fig. 6.

The water capillary curves validate that both HYBRID and AS products are able to ensure excellent comparable hydrophobicity to
the calcarenite stone, still following severe aging conditions.

The picture reported in the inset of Fig. 6, performed on the treated stone samples after both erosion and capillarity tests, still
evidences an exceptional durability of the protectives properties of both HYBRID and AS coatings, which continue to preserve the stone
surface from the liquid water, regardless of the simultaneous reproduction of two particularly damaging atmospheric agents, such as
erosion and water capillary increase.

4. Conclusion

Cultural Heritage preservation is one of the most important issues for scientific research applied to building materials. In this sense,
the effect of a serious and slow weathering due to wind erosion is characterised by a complex process which depends on extrinsic and
intrinsic causes. For these reasons, the investigated solution is focused on the proper coatings which are able to protect exposed surface
without altering general and specific properties.

In this paper, an accelerated wind erosion procedure has been applied to untreated and treated specimens. The application of small
amounts of the innovative HYBRID coating on the calcarenitic stone surface conferred an extraordinary and durable hydrophobicity to
the selected porous stone, able to assurance a very high protection of the stone from water, even after a severe erosion simulation test.
In conclusion, the HYBRID product is able to equate the properties of the commercial AS product, with the further benefit to be eco-
friendly, avoiding the use of harmful solvents.
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