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Abstract. The paper describes shell-limestone treatment with stone strengthener Oxal NK 100. Aging impairs 
the mechanical characteristics of the stone and reduces its bearing capacity. The purpose of the study was to 
investigate the efficiency of the stone-strengthening composition Oxal NK 100. The composition is supposed 
to reduce water absorption and strengthen the stone. Cube samples of the Crimean shell-limestone were 
used. Several testing operations were made to reveal such specifications as absorption of water, compression 
capacity, freeze-thaw resistance, and porosity of the material. Tests were done on two kinds of samples: 
treated and non-treated. The results of the study indicated an improvement of mechanical properties of treated 
stone, compared to non-treated rock samples. The study proved the efficiency of the use of stone-
strengthening materials for construction and restoration with shell-limestone. 

1. Introduction 
Crimean limestone is a sedimentary rock of organic origin. Extensive range of varieties of Crimean 

limestone includes stones from yellow porous shells to pink-brown breccias. Generally, limestones are divided 
into several groups: shells, marble limestones, bryozoan, and nummulite limestones. Nummulite limestone 
consists of small nummulite shells cemented together, bryozoan is composed of quite long branches of bryozoan 
colonies. Pieces and whole shells of small marine animals are involved in the formation of shell limestone. 
Limestones are widely used as building and facing blocks in accordance with Russian State Standards. Crimean 
limestones are common building materials in the south-western areas of the Russian Federation because of their 
low cost, ease of processing and high thermal performance. Nevertheless, weakness in load and weather 
resistance remains to be a major issue, concerned with shell limestones. 

The literature survey indicates the relevance of the subject. Research papers related to strength 
characteristics investigation and improvement are published. Thus, factors that influence limestone durability 
and quality are reviewed in scientific works [1–6]. To date, wide variety of methods to improve characteristics 
of the stone material exists. The most common algorithms include appliance of epoxy-silica compositions, 
calcium or barium hydroxide, ethyl silicates and silicic acids. The ability of these substances to consolidate 
stone and mortar is examined in papers [7–10]. The comprehensive assessment of effectiveness of epoxy 
silica and silicone-based treatments as well as acrylic polymers confirmed by laboratory tests results is given 
in researches [11, 12]. Phosphate-based treatments and bacterial protection are innovative techniques 
described in studies [13, 14]. Also, the properties of nanomaterials have been comprehensively studied in 
recent years. The major advantage of such treatments is that nanoparticles penetrate deeper into the material 
and allow us to achieve the better consolidation effect. For instance, the performance of nanolime that is just 
a dispersion of lime nanoparticles in a solvent is observed in papers [15–17]. The effectiveness of calcium and 
barium hydroxide nanoparticles and sulfur-based nanoscale coatings is analysed in studies [18–20]. 
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Comparative analysis of different treatments is given in article [21]. Consideration of aspects of the theory and 
practice of stone strengthening is given in the works [22, 23]. Despite the research is based on the investigation 
of concrete properties similar results can be found showing the efficiency of stone treatment methods in 
general. Therefore, application of a hydrophobic treatment on shell-limestone in the same way as on concrete 
to improve the mechanical properties is described in [24].  

Need for restoration and conservation of cultural heritage objects is obvious and creates an area for 
research in the construction industry. Global warming and increase of exhaust gases concentration in the 
atmosphere accelerates the process of stone aging due to the leaching of mineral compounds from the stone. 
[2, 3]. The problem of new materials implementation for architectural heritage conservation remains. 

In this paper the efficacy of the epoxy-silica consolidant on nummulite Crimean limestone is studied. 
This type of stone is historically widely used in low-rise construction, moreover, large number of Crimean 
historical buildings are made of limestone. Silicic acid-based treatment «Oxal NK 100» was used as stone 
strengthener. 

 The purpose of this research is to assess the mechanical properties of the limestone treated with Oxal 
NK 100. For a full and comprehensive assessment, the following tasks should be completed:  

1. Literature analysis in the field of the research; 
2. Performance characteristics measurement for treated and non-treated samples such as water drop 

absorption rate, compression capacity, freeze-thaw resistance and porosity; 
3. Comparison of the test data and the overall conclusion about stone strengthener effectiveness. 

2. Methods 
Cubic samples of a nummulite Crimean limestone with dimensions 50 2 mma b c= = = ±  were used 

for the tests. Samples were labeled in accordance with the tests (Figure 1). 

Stone strengthening material was silicic acid-based treatment «Oxal NK 100». It was applied on several 
rock samples in accordance with the instructions. Samples were abundantly sprayed with the composition and 
naturally dried before all the tests.The best operating temperature for the treatment is 10°C to 20°C and 
optimal relative humidity is ≥ 40 %. Composition is recommended to apply wet in wet until no more material is 
absorbed from the substrate. The consumption varies between 0.5 and 1.5 l/m3 and depends on the 
absorbency of the substrate.  

Series of tests was performed in accordance with Russian State Standard GOST 30629-2011 «Facing 
materials and products made of natural stone. Test methods». Particularly, samples were tested for water 
absorption, freeze-thaw resistance, compression strength and porosity. The tests were carried out on samples, 
typical for the rock.  

2.1. Equipment 
During the tests, the following instruments and equipment were used: 

• Dial desktop scales ((Russian State Standard GOST 29329); 
• A vessel to saturate samples with water; 
• A hydraulic jack with a force 100 to 500 kN with an adjustable speed of load application and deviation 

≤ 2 % (Russian State Standard GOST 28840 or GOST 9753); 
• A reference square (Russian State Standard GOST 3749); 
• A froster achieving and maintaining a temperature of (20 ± 2) °C above zero; 
• A vessel maintaining a temperature of 20±2 °C for samples thawing; 
• A weighing bottle (Russian State Standard GOST 25336) or a porcelain cup (Russian State Standard 

GOST 9147); 
• Sizing screen (5 mm and 1.25 mm; Russian State Standard GOST 6613). 

2.2. Water absorption tests 
Water absorption is measured by comparison of dry and wet samples weight. First, samples were put 

in water for 48h, then they were weighed. After that, limestone cubes were dried in the desiccator until they 
reached their constant weight and after that they were weighed again. 

2.3. Compression strength test 
Compression strength tests included measuring of compression resistance and liquostriction. Half of 

the stone cubes were treated with stone strengthener beforehand. All the samples were weighed in dry and 
moisturized condition. 

During the tests the cubes were put under pressure (Figure 2). The load was increasing uniformly until 
wrecking.  
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 Figure 1. Limestone sample. Figure 2. The sample  
  in the compression apparatus. 

2.4. Freeze-thaw resistance test 
Firstly, the samples were kept in water for at least 48h, then the cubes were put into a froster in a 

container for 4 hours with temperature (20±2) °C, after that the samples were put in a bath until a complete 
defrosting. The freeze-thaw cycle was repeated steadily. The cubes passed compression tests after 15, 25, 
35, and 50 freeze-thaw cycles. At least 5 samples were compressed in each test. 

2.5. Porosity and voids content measurements 
Rock density is characterized by average and true specific density.  

The samples were dried until fixed-mass, weighed and measured to find the average specific density. 
The volume of the cubes is taken as product of their sizes, and the average density is the ratio of mass to 
volume. 

The true specific density was measured with a fast-track methodology using the Chatelier apparatus. 
We used the samples on which the average density had been determined to have an opportunity to compare 
the results. Generally, the samples were milled until the coarseness was less than 1.25 mm, then dried and 
cooled to room temperature. Two weighed portions 50g each were used for the tests.  

In the start of the test, the Chatelier apparatus was filled with water to the lowest zero mark (the water 
level was determined with the concave-convex lens). Milled sample was put into the apparatus till the water 
reached 20 mm mark. The part of the sample that wasn’t put into the apparatus, was weighed.  

On the basis of true and average density values the rock porosity is determined  

3. Results and Discussion 
In the description of the results, the term “limestone” refers to untreated stone samples, and the term 

“limestone NK 100” refers to samples treated with Oxal NK 100 stone strengthening material. 

3.1. Water absorption test 
Water absorption for each sample is calculated by the formula: 

 1 100 %,ab
m mW m

−
= ⋅  (1) 

where m1 is the mass of the sample in a water-saturated condition, g 

m is the mass of the dry sample, g. 

Calculation example for the untreated sample no. 1: 

253 88 227 97 100 11 37227 97
. . . %..abW −= ⋅ =  

The average water absorption is calculated as the arithmetic average of the results for five rock samples: 
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 1 2 3 4 5

5 .avg
W W W W WW + + + +

=  (2) 

Calculation example for untreated samples: 

11 37 12 23 11 59 10 67 11 61 11 495
. . . . . . %.avgW + + + += =  

The test results are shown in Table 1.  

Table 1. The results of the water absorption test. 

Sample number Sample mass, g Water absorption, % Before dehumidifying After dehumidifying After water saturation 
Limestone 

1 228.35 227.97 253.88 11.37 
2 220.85 220.54 247.52 12.23 
3 224.53 224.15 250.12 11.59 
4 222.47 222.10 245.80 10.67 
5 219.54 221.13 246.80 11.61 
   Wab avg 11.49±0.38 

Limestone NK 100 
1 245.02 242.51 250.56 3.32 
2 247.76 245.33 254.31 3.66 
3 239.38 236.26 241.95 2.41 
4 247.24 244.64 250.90 2.56 
5 246.54 243.97 252.48 3.49 
   Wab avg 3.09±0.48 

A comparative graph of water absorption for treated and untreated samples is shown in Figure 3. 

 
Figure 3. Water absorption of treated and untreated samples. 

3.2. Compression strength test 
The compressive strength in the dry condition Rpr, MPa, is calculated with an accuracy of 1 MPa by the 

formula: 

 ,pr
PR F=  (3) 

where P is breaking strength, N; 

F is cross-section area of sample, cm2. 

Average compressive strength is calculated as the arithmetic average of the test results of five samples: 

 1 2 3 4 5

5 .pr pr pr pr pr
pr avg

R R R R R
R

+ + + +
=  (4) 

Calculation example for dry untreated samples: 
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23 02 26 13 23 38 17 42 23 95 22 78 MPa5 
. . . . . .  .pr avgR + + + += =  

Liquostriction of the rock ∆R, %, is calculated by the formula: 

 100 

 
  %,pr avg pr

pr avg

R R
R R

−
∆ = ⋅  (5) 

where  pr avgR is average compressive strength of the samples, dried to fixed-mass, MPa; 

prR is average compressive strength of wet samples, MPa. 

Calculation example for untreated samples: 

22 78 8 06 100 64 6222 78
. .  . %..R −∆ = ⋅ =  

Compression strength, prR  had been determined automatically by compression apparatus. The test 
results are shown in Table 2. 

Table 2. Compression strength test results. 
Sample number 1 2 3 4 5 Rpr avg, MPa ∆R 

Dry samples 
Limestone 23.02 26.13 23.38 17.42 23.95 22.78±2.14 – 

Limestone NK 100 21.07 34.93 32.81 26.58 31.82 29.44±4.49 – 
Water saturated samples 

Limestone 7.3 8.5 6.9 7.7 9.9 8.06±0.91 64.62 
Limestone NK 100 17.3 20.2 26.8 14.2 26.4 20.98±4.50 28.74 

In graphical form, the results of compression strength test are shown in Figure 4. 

 
Figure 4. Compressive strength of dry and water-saturated,  

treated and untreated samples. 

3.3. Freeze-thaw resistance test 
Strength loss of samples ΔR, %, is determined by the formula: 

 100  %,
w f
pr pr

w
pr

R R
R

R
−

∆ = ⋅  (6) 

where w
prR  is the arithmetic average of the compressive strength of the samples in a water-saturated 

condition, MPa, 
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f
prR  is the arithmetic average of the compressive strength of the samples after number of freeze-thaw 

cycles, MPa. 

Average strength loss is calculated as the arithmetic average of the test results for five samples: 

 1 2 3 4 5

5 .avg
R R R R RR ∆ + ∆ + ∆ + ∆ + ∆

∆ =  (7) 

The freeze-thaw test results are shown in Table 3. 

Table 3. Compression strength of the limestone after freeze-thaw cycles. 
Sample number 1 2 3 4 5 Rpr avg, MPa ∆Rorg, % 

15 cycles 
Limestone 8.5 9.7 9.8 11.3 10.1 9.88±0.66 -22.58 

Limestone NK 100 19.2 16.5 21.9 18.3 22.5 19.68±2.02 6.20 
25 cycles 

Limestone 9.3 7.7 10.2 10.8 11.7 9.94±1.15 -23.33 
Limestone NK 100 15.5 18.7 19 17.8 15.8 17.36±1.37 17.25 

35 cycles 
Limestone NK 100 6.3 15.3 25.4 19.3 14.5 16.16±4.95 22.97 

50 cycles 
Limestone NK 100 10.1 7.2 12.2 13.4 12.8 11.14±1.99 46.90 

 
The untreated samples had shown visible defects after 30 freeze-thaw cycles (Figures 5, 6). This 

samples were not tested anymore. The reason was their major damage after 30 cycles. 

  
Figure 5. Cracks and delamination  

on the untreated sample. 
Figure 6. Cracks on the untreated sample. 

A comparative graph of the change in strength after each stage of freeze-thaw cycles is shown in Figure 7.  

 
Figure 7. Changes of compression strength after freeze-thaw cycles. 

3.4. Porosity and voids content measurements 
Average density of the sample ρo, g/sm3, is calculated by the formula: 

 0 .m
Vρ =  (8) 
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Example calculation for the untreated limestone sample no. 1: 

3
0

262 077 2 04 g/sm128 49
. ..  .ρ = =  

Average density of the rock is calculated as the arithmetic average of the average density of all samples: 

 01 02 03 04 05
0 5 .avg

ρ ρ ρ ρ ρρ + + + +
=  (9) 

Example calculation of average density for the untreated samples: 

3
0

2 04 2 49 2 19 2 18 2 08 2 20  g/sm5 
. . . . . . .avgρ + + + += =  

True special density ρ, g/sm3, is calculated by the formula: 

 1 ,m m
Vρ −

=  (10) 

where m is mass of the dried milled sample, 100 g; 

m1 is mass of the part of the sample that wasn’t put into the apparatus, g; 

V is volume of water displaced by milled sample, 20 sm3. 

Example calculation of true density for the untreated sample no. 1: 

3100 46 546 2 673 g/sm  20 . ..ρ −= =  

Average true density is calculated as the arithmetic average of the true density of all samples: 

 1 2 3 4 5

5 .avg
ρ ρ ρ ρ ρρ + + + +

=  (11) 

Example calculation of true density for untreated limestones: 

32 673 2 842 2 823 2 827 2 796 2 79 g/sm5
. . . . . . .avgρ + + + += =  

The results of determination of average and true specific density are shown in Table 4. 

Table 4. Average and true specific density of the limestone. 
Sample 
number 

Fixed mass  
of a sample, g A, cm B, cm C, cm V, cm3 ρ0   0 avgρ  m1 ρ  ρavg 

Limestone 
1 262.077 5.14 5.05 4.95 128.49 2.04 

2.20±0.12 

46.546 2.673 

2.79±0.05 
2 319.108 4.99 5.03 5.11 128.26 2.49 43.16 2.842 
3 293.598 5.16 5.06 5.13 133.94 2.19 43.532 2.823 
4 294.258 5.14 5.07 5.18 134.99 2.18 43.462 2.827 
5 270.981 5.01 5.18 5.02 130.28 2.08 44.079 2.796 

Limestone NK 100 
1 284.015 5.15 5.11 5.12 134.74 2.11 

2.14±0.09 

47.542 2.623 

2.70±0.04 
2 292.585 4.98 4.96 5.16 127.46 2.30 45.012 2.749 
3 277.966 5.11 5.2 5.14 136.58 2.04 46.034 2.698 
4 276.661 5.15 5.04 5.18 134.45 2.06 45.178 2.741 
5 296.43 5.15 5.19 4.99 133.38 2.22 46.177 2.691 

The values of the average and true density are graphically presented in Figure 8. 

Porosity Vpor, %, is calculated by the formula: 

 01 100 %.porV ρ
ρ

 = − ⋅ 
 

 (12) 
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Figure 8. Average and true density of treated and untreated samples. 

Porosity of the untreated limestone samples: 

( )2 201 100 21 362 79
. . %..porV = − ⋅ =  

Porosity of the limestone NK 100 samples: 

( )2 141 100 20 622 70
. . %. .porV = − ⋅ =  

Limestone is a soft rock and is not immune to decay. There is a need for consolidation of limestone 
buildings and constructions. The works should be corroborated with theoretical studies. Modern methods used 
for restoration work are often non-effective. 

The water absorption of the samples treated with Oxal NK 100 was 3.09 % while the water absorption 
of untreated stone was 11.49 %. Treatment with stone strengthening material reduced the water absorption 
of the samples by 4 times. The destruction of limestone because of weather conditions can be represented by 
the number of wetting and drying cycles, as described in [2]. Many cycles lead to salt weathering that can 
cause cracking and decay. To combat this phenomenon, swelling inhibitors, phosphate treatment and bacterial 
communities are used in civil engineering [2, 13, 14]. Reduce in the water absorption rate can slow down the 
salt weathering and can be an alternative to the described methods. 

Dry samples of the limestone treated with Oxal NK 100 shown an increased compressive strength rate 
(23 % higher than dry untreated samples compressive strength). Liquostriction of treated samples turned out 
to be significantly (2.3 times) lower than liquostriction of untreated cubes. Generally, after the treatment of the 
stone, the compressive strength increased from 22.78 MPa to 29.44 MPa in the dry state and from 8.06 MPa 
to 20.98 MPa in water-saturated condition. 

Most of the territory of the Russian Federation is in a subarctic climate area. The highest average 
January temperature is –5 °C. This means that in absolutely all regions the temperature falls below zero in 
winter [25]. Therefore, the freeze-thaw resistance of the material is always considered in the conditions of 
construction in Russia as well as the ways to improve it. The untreated stone had taken only 25 freeze-thaw 
cycles before cracking, while the treated samples withstood up to 50 cycles with a significant loss of 
compressive strength after 35 cycles. Limestone compressive strength decreased from 20.98 to 11.14 MPa. 
Samples treated with Oxal NK 100 stone strengthening material had handled twice as many freeze-thaw 
cycles as compared to untreated samples. 

Porosity of the treated limestone reduced slightly comparing to untreated samples.  

Increased compression strength, improved freeze-thaw cycle resistance and reduced water absorption 
have been noted by many authors in studies of the effectiveness of stone strengthening materials. Thus, the 
compressive strength of the samples changed from 20 MPa to 25.33 and 34.4 MPa after treatment of limestone 
with hydroxyapatite and strontium hydroxyapatite, respectively [26]. Based on these data, it is possible to 
consider silica-based stone consolidation more effective than compositions containing hydroxyapatites. At the 
same time, strontium stone processing showed a greater increase in the compressive strength of the samples. 
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The efficiency of treatment with silicic acids depends on the concentration in the solvent, which was studied 
using the ethyl silicate in [27]. During the study, it was found that the optimal concentration of ethyl silicate in 
the solvent is 25 %. It is possible that a change in the concentration of silicic acids in the Oxal NK 100 would 
increase the efficiency of the treatment. 

It is also necessary to consider the effect of measurement error on the research results. Since the tests 
for each of the characteristics were carried out on only five samples, in some cases the relative error reached 
30 % and taking the «worst» case into account significantly influenced the results. 

Therefore, for the treated samples in the water absorption tests, the relative measurement error was 
16 %, and for the untreated ones – 3 %. In the study of the "worst" outcome of events (minimum water 
absorption rate of untreated samples and maximum absorption rate of processed), the use of a stone-
strengthening solution reduces the water absorption of the rock by 3.11 times. 

During strength tests, a significant relative error (21 %) exists at the compressive strength of the water-
saturated treated samples. The minimum value of the ultimate strength is 16.48 MPa, while the loss of strength 
∆R would be 44 %.  

The highest relative error in frost resistance tests is 31 % – for the compressive strength of the treated 
samples after 35 freeze-thaw cycles. The relative error after 50 cycles is 18 %. In the “worst” case, the 
compression strength of cubes after 35 freeze-thaw cycles would be 11.21 MPa, and after 50 cycles – 
9.15 MPa. Loss of compression strength after 50 cycles in such case would be 56 %. 

Finally, the errors in measuring the porosity of the material turned out to be small: from 1 % to 5 %. 

An analysis of the literature on the chosen topic showed an increase in the number of publications in 
recent years, which can be explained by the growing interest of the scientific community in the use of stone 
strengthening materials for restoration and construction [28, 29]. The main methods of stone structures 
consolidation include treatment with epoxy-silica compositions and silicone-based materials. Stone 
strengthening material Oxal NK 100 is based on silicic acids and belongs to epoxy-silica compositions. Further 
research could be aimed to reveal the most effective material to strengthen the Crimean limestone. To reach 
this objective, it is necessary to compare the mechanical characteristics of the samples treated with different 
stone strengthening compositions, as was done, for instance, in papers [21, 27]. 

4. Conclusions 
In the study, water absorption, compressive strength, freeze-thaw resistance, and porosity of the 

samples were tested. The untreated limestone cubes were examined as well as treated to get a comparative 
characteristic of the studied parameters. Limestone treated with the Oxal NK 100 showed higher strength 
parameters and freeze-thaw resistance and lower water absorption. The porosity of the treated and untreated 
samples varied slightly. 

The water absorption of the samples treated with Oxal NK 100 was 3.09 % while the water absorption 
of untreated stone was 11.49 %. Dry samples of the limestone treated with Oxal NK 100 had shown a better 
result in compressive strength test (23 % stronger than dry untreated samples). Liquostriction of treated 
samples became 2.3 times lower than this characteristic of untreated cubes. The treated samples withstood 
up to 50 freeze-thaw cycles while the untreated stone had taken only 25 cycles. It is also possible that a 
change in the concentration of silicic acids in the Oxal NK 100 would increase the efficiency of the treatment. 

During the study, the samples were sprayed with a stone-reinforcing composition, which ensured their 
uniform impregnation. This technology of application of the composition is recommended by the manufacturer. 
Changes in technology may lead to reduced improvements in mechanical performance. However, the use of 
injection treatment, by contrast, can improve test results. This is due to the mechanics of the action of silica-
gel, which is a secondary porous material for limestone in this case of processing. Deeper penetration of silicic 
acid ester into the stone provides better protection, while at the same time it’s a more expensive solution. In 
any case, this application method must be tested experimentally. 

This study is one of the first testing series with the use of stone-strengthening materials. Such solutions 
seem to become popular soon because of the need to increase reliability and durability of stone materials. 
The use of the stone-strengthening composition Oxal NK 100 has proven to be an effective method for 
improving the mechanical characteristics of limestone. 

5. Acknowledgement 
Acknowledgement is expressed to the Head of the laboratory Pestryakov I.I. (Educational laboratory of 

general engineering technologies) for provided equipment that was used for tests, and to the company «MC 
Bauchemie» Ltd. for the material samples given for testing. 

 

67



Инженерно-строительный журнал, № 1(85), 2019 

Korneeva, E.A., Vatin, N.I., Dontsova, A.E. 

References 
1. Sassoni, E. Hydroxyapatite and other calcium phosphates for the conservation of cultural heritage: A review. Materials. 2018. 

No. 11(4). Pp. 557.  
2. Jiménez-González, I., Rodríguez-Navarro, C., Scherer. G.W. Role of clay minerals in the physicomechanical deterioration of 

sandstone. J. Geophys. Res. Earth Surf. 2008. No. 113 (2). Pp. F02021.  
3. Rodriguez-Navarro, C., Sebastian, E. Role of particulate matter from vehicle exhaust on porous building stones (limestone) sulfation. 

Sci. Total Environ. 1996. No. 187 (2). Pp. 79–91.  
4. Baglioni, P., Giorgi, R., Dei, L. Soft condensed matter for the conservation of cultural heritage. Comptes Rendus Chim. 2009. No.12. 

Pp. 61–69.  
5. Motornyi, N.I. Ocenka dolgovechnosti prirodnogo kamnya [Evaluation of the durability of natural stone]. Sci. Bull. Moscow State Min. 

Univ. 2012. No. 3. Pp. 68–76. (rus)  
6. Kazaryan, J.A. Primer obsledovaniya kompleksa zdanij v istoricheskom centre Moskvy s rekomendaciyami po restavracii izvestnyakovyh 

fasadov i perspektivami primeneniya v krupnyh proektah [An example of a survey of buildings in the historical center of Moscow with 
recommendations]. Extr. Process. Use Nat. Stone. Magnitogorsk: Nosov Magnitogorsk State Technical University, 2017. Pp. 209–225. (rus)  

7. Gómez-Laserna, O., Lanzafame, P., Papanikolaou, G., Olazabal, M.Á., Lo Schiavo, S., Cardiano, P. Analytical assessment to develop 
innovative nanostructured BPA-free epoxy-silica resins as multifunctional stone conservation materials. Sci. Total Environ. 2018. 
No. 645. Pp. 817–826.  

8. Daehne, A., Herm, C. Calcium hydroxide nanosols for the consolidation of porous building materials – results from EU-STONECORE. 
Herit. Sci. 2013. No. 1. Pp. 11.  

9. Slížková, Z., Drdácký, M., Viani, A. Consolidation of weak lime mortars by means of saturated solution of calcium hydroxide or barium 
hydroxide. J. Cult. Herit. 2015. No. 16. Pp. 452–460.  

10. Cardiano, P., Ponterio, R.C., Sergi, S., Lo Schiavo, S., Piraino, P. Epoxy-silica polymers as stone conservation materials. Polymer. 
2005. No. 46. Pp. 1857–1864.  

11. Favaro, M., Mendichi, R., Ossola, F., Russo, U., Simon, S., Tomasin, P., Vigato, P.A. Evaluation of polymers for conservation 
treatments of outdoor exposed stone monuments. Part II. Polym. Degrad. Stab. 2006. No. 91. Pp. 3083–3096.  

12. Cardiano, P. Hydrophobic properties of new epoxy-silica hybrids. J. Appl. Polym. Sci. 2008. No. 108. Pp.3380–3387.  
13. Graziani, G., Sassoni, E., Scherer, G.W., Franzoni, E. Phosphate-based treatments for consolidation of salt-bearing Globigerina 

limestone. IOP Conf. Ser. Mater. Sci. Eng. 2018. No. 364 (1). Pp. 012082.  
14. Jroundi, F., Schiro, M., Ruiz-Agudo, E., Elert, K., Martín-Sánchez, I., González-Muñoz, M.T., Rodriguez-Navarro, C. Protection and 

consolidation of stone heritage by self-inoculation with indigenous carbonatogenic bacterial communities. Nat. Commun. 2017. No. 8 
(1). Pp. 279.  

15. Borsoi, G., Lubelli, B., Van Hees, R., Veiga, R., Silva, A.S., Colla, L., Fedele, L., Tomasin, P. Effect of solvent on nanolime transport within 
limestone: How to improve in-depth deposition. Colloids and Surfaces A Physicochem. Eng. Asp. 2016. No. 497. Pp. 171–181.  

16. Borsoi, G., Lubelli, B., Van Hees, R., Veiga, R., António, L., Silva, S. Optimization of nanolime solvent for the consolidation of coarse 
porous limestone. Applied Physics A: Materials Science and Processing. 2016. No. 122 (9). Pp. 846.  

17. Rodriguez-Navarro, C., Ruiz-Agudo, E. Nanolimes: From synthesis to application. Pure Appl. Chem. 2018. No. 90. Pp. 523–550.  
18. Giorgi, R., Ambrosi, M., Toccafondi, N., Baglioni, P. Nanoparticles for cultural heritage conservation: Calcium and barium hydroxide 

nanoparticles for wall painting consolidation. Chem. – A Eur. J. 2010. No. 16. Pp. 9374–9382.  
19. Chelazzi, D., Poggi, G., Jaidar, Y., Toccafondi, N., Giorgi, R., Baglioni, P. Hydroxide nanoparticles for cultural heritage: Consolidation 

and protection of wall paintings and carbonate materials. J. Colloid Interface Sci. 2013. No. 392. Pp. 42–49.  
20. Massalimov, I.A., Mustafin, A.G., Husainov, A.N., Chuykin, A.E. Protection of building materials and structures with sulfur-based 

nanoscale coatings. Stroit. Mater. Oborudovanie, Tekhnologii XXI Veka. 2012. No. 2 (157). Pp. 19–21. (rus)  
21. Rodrigues, J.D., Ferreira Pinto, A.P., Nogueira, R., Gomes, A. Consolidation of lime mortars with ethyl silicate, nanolime and barium 

hydroxide. Effectiveness assessment with microdrilling data. J. Cult. Herit. 2018. No. 29. Pp. 43–53.  
22. Massalimov, I.A., Yanakhmetov, M.R., Chuykin, A.E., Massalimov, B.I., Urakaev, F.H., Uralbekov, B.M. Hydrophobization of dense 

and fine concrete by polysulfide solutions. Nanotechnologies Constr. A Sci. Internet-Journal. 2016. No. 8. Pp. 85–99. (rus)  
23. Yanakhmetov, M.R., Chuykin, A.E., Massalimov, I.A. Pore structure modification of cement concretes by impregnation with sulfur-

containing compounds. Nanotechnologies Constr. A Sci. Internet-Journal. 2015. No. 7. Pp. 63–72. (rus)  
24. Massalimov, I.A., Chuykin, A.E., Massalimov, B.I., Urakaev, F.H., Uralbekov, B.M., Burkitbaev, M.M. Improvement of operational 

properties of shell Limestone building materials by polysulfide. Solution impregnation. Nanotechnologies Constr. A Sci. Internet-
Journal. 2017. No. 9. Pp. 66–80. (rus)  

25. Federal State Statistics Service, Agriculture, hunting and hunting sector, forestry in Russia. [Online] System reqirements: 
AdobeAcrobatReader. URL: http://www.gks.ru (accessed November 15, 2018). (rus)  

26. Ion, R., Turcanu-Carutiu, D., Fierascu, R., Fierascu, I. Chalk stone restoration with hydroxyapatite-based nanoparticles. Sci. Bull. 
Valahia Univ. – Mater. Mech. 2014. No. 9 (12). Pp. 24–28.  

27. Cultrone, G., Sánchez-Ibáñez, V. Consolidation with ethyl silicate: How the amount of product alters the physical properties of the 
bricks and affects their durability. Mater. Constr. 2018. No. 68 (332). Pp. Y.  

28. Korneeva, E., Mohamad, S. The water absorption of Crimean limestone treated with silicic acid-based material. MATEC Web of 
Conferences. 2018. Vol. 245. No. 03001. Pp. 1–4.  

29. Korneeva, E., Mohamad, S. Strengthening the historical constructions made of limestone by treating with silicic acid-based material. 
MATEC Web of Conferences. 2018. Vol. 245. No. 01005. Pp. 1–4.  

Contacts: 
Elena Korneeva, +79633193218; linka360639020@yandex.ru  
Nikolai Vatin, +79219643762; vatin@mail.ru  
Anna Dontsova, +79811889300; anne.dontsoova@gmail.com  
 

 © Korneeva, E.A., Vatin, N.I., Dontsova, A.E., 2019 

68



   Magazine of Civil Engineering, 85(1), 2019 

Корнеева Е.А., Ватин Н.И., Донцова А.Е. 

 

 
ISSN 

2071-0305 
Инженерно-строительный журнал 

сайт журнала: http://engstroy.spbstu.ru/ 
 

DOI: 10.18720/MCE.85.6 

Механические характеристики крымского известняка, 
обработанного камнеукрепителем  

на основе кремниевых кислот 

Е.А. Корнееваa, Н.И. Ватинb, А.Е. Донцоваb* 
a Санкт-Петербургский государственный архитектурно-строительный университет, Санкт-
Петербург, Россия 
b Санкт-Петербургский политехнический университет Петра Великого, Санкт-Петербург, Россия 
* E-mail: anne.dontsoova@gmail.com 

Ключевые слова: известняк; известняк-ракушечник; пропитка; реставрация; долговечность; 
укрепление. 

Аннотация. В настоящее время ведется поиск новых решений для улучшения эксплуатационных 
характеристик каменного материала. Обработка фасадов и отдельных образцов различными 
пропитками показала себя эффективной. В статье описаны основные составляющие подобных 
растворов и исследованы механические характеристики обработанного камня. С камнями крымского 
известняка-ракушечника был проведен ряд испытаний: на водопоглощение, прочность на сжатие, 
морозостойкость. Была дана оценка пористости материала после обработки пропиткой. Сравнением 
характеристик обработанных и необработанных камней была проанализирована эффективность 
камнеукрепляющего материала Oxal NK 100. В результате было выявлено значительное улучшение 
параметров обработанных известняков. Водопоглощение обработанных известняков снизилось в 4 раза, 
предел прочности на сжатие в сухом состоянии увеличился на 23 %, а снижение прочности в 
водонасыщенном состоянии снизилось в 2,3 раза. Морозостойкость обработанных образцов 
увеличилась вдвое, а пористость изменилась незначительно (менее, чем на 2 %). 

Литература 
1. Sassoni E. Hydroxyapatite and other calcium phosphates for the conservation of cultural heritage: A review // Materials. 2018. 11(4). 

Pp. 557. 
2. Jiménez-González, I., Rodríguez-Navarro C., Scherer G.W. Role of clay minerals in the physicomechanical deterioration of sandstone 

// J. Geophys. Res. Earth Surf. 2008. 113(2). Pp. F02021. 
3. Rodriguez-Navarro C., Sebastian E. Role of particulate matter from vehicle exhaust on porous building stones (limestone) sulfation // 

Sci. Total Environ. 1996. 187(2). Pp. 79–91. 
4. Baglioni P., Giorgi R., Dei L. Soft condensed matter for the conservation of cultural heritage // Comptes Rendus Chim. 2009. No.12. 

Pp. 61–69. 
5. Моторный Н.И. Оценка долговечности природного камня // Научный вестник Московского Горного университета. 2012. №3. 

С. 68-76. 
6. Казарян Ж.А. Пример обследования комплекса зданий в историческом центре Москвы с рекомендациями по реставрации 

известняковых фасадов и перспективами применения в крупных проектах // Добыча, обработка и применение природного 
камня. Магнитогоск: Магнитогорский государственный технический университет им. Г.И. Носова, 2017. С. 209–225. 

7. Gómez-Laserna O., Lanzafame P., Papanikolaou G., Olazabal M.Á., Lo Schiavo S., Cardiano P. Analytical assessment to develop 
innovative nanostructured BPA-free epoxy-silica resins as multifunctional stone conservation materials // Sci. Total Environ. 2018. 
No. 645. Pp. 817–826. 

8. Daehne A., Herm C. Calcium hydroxide nanosols for the consolidation of porous building materials – results from EU-STONECORE 
// Herit. Sci. 2013. No. 1. Pp. 11. 

9. Slížková Z., Drdácký M., Viani A. Consolidation of weak lime mortars by means of saturated solution of calcium hydroxide or barium 
hydroxide // J. Cult. Herit. 2015. No. 16. Pp. 452–460. 

10. Cardiano P., Ponterio R.C., Sergi S., Lo Schiavo S., Piraino P. Epoxy-silica polymers as stone conservation materials // Polymer. 
2005. No. 46. Pp. 1857–1864. 

11. Favaro M., Mendichi R., Ossola F., Russo U., Simon S., Tomasin P., Vigato P.A. Evaluation of polymers for conservation treatments 
of outdoor exposed stone monuments. Part II // Polym. Degrad. Stab. 2006. No. 91. Pp. 3083–3096. 

12. Cardiano P. Hydrophobic properties of new epoxy-silica hybrids // J. Appl. Polym. Sci. 2008. No. 108. Pp. 3380–3387. 

69

http://engstroy.spbstu.ru/


Инженерно-строительный журнал, № 1(85), 2019 

Korneeva, E.A., Vatin, N.I., Dontsova, A.E. 

13. Graziani G., Sassoni E., Scherer G.W., Franzoni E. Phosphate-based treatments for consolidation of salt-bearing Globigerina 
limestone // IOP Conf. Ser. Mater. Sci. Eng. 2018. No. 364 (1). Pp. 012082. 

14. Jroundi F., Schiro M., Ruiz-Agudo E., Elert K., Martín-Sánchez I., González-Muñoz M.T., Rodriguez-Navarro C. Protection and 
consolidation of stone heritage by self-inoculation with indigenous carbonatogenic bacterial communities // Nat. Commun. 2017. No. 8 
(1). Pp. 279. 

15. Borsoi G., Lubelli B., Van Hees R., Veiga R., Silva A.S., Colla L., Fedele L., Tomasin P. Effect of solvent on nanolime transport within 
limestone: How to improve in-depth deposition // Colloids and Surfaces A Physicochem. Eng. Asp. 2016. No. 497. Pp. 171–181. 

16. Borsoi G., Lubelli B., Van Hees R., Veiga R., António L., Silva S. Optimization of nanolime solvent for the consolidation of coarse 
porous limestone // Applied Physics A: Materials Science and Processing. 2016. No. 122 (9). Pp. 846. 

17. Rodriguez-Navarro C., Ruiz-Agudo E. Nanolimes: From synthesis to application // Pure Appl. Chem. 2018. No. 90. Pp. 523–550. 
18. Giorgi R., Ambrosi M., Toccafondi N., Baglioni P. Nanoparticles for cultural heritage conservation: Calcium and barium hydroxide 

nanoparticles for wall painting consolidation // Chem. – A Eur. J. 2010. No. 16. Pp. 9374–9382. 
19. Chelazzi D., Poggi G., Jaidar Y., Toccafondi N., Giorgi R., Baglioni P. Hydroxide nanoparticles for cultural heritage: Consolidation 

and protection of wall paintings and carbonate materials // J. Colloid Interface Sci. 2013. No. 392. Pp. 42–49. 
20. Массалимов И.А., Мустафин А.Г., Хусаинов А.Н., Чуйкин А.Е. Защита строительных материалов и конструкций 

наноразмерными покрытиями на основе серы // Строительные материалы, оборудование, технологии XXI века. 2012. 
№.2 (157). С. 19–21. 

21. Rodrigues J.D., Ferreira Pinto A.P., Nogueira R., Gomes A. Consolidation of lime mortars with ethyl silicate, nanolime and barium 
hydroxide. Effectiveness assessment with microdrilling data // J. Cult. Herit. 2018. No. 29. Pp. 43–53. 

22. Массалимов И.А., Янахмедов М.Р., Чуйкин А.Е., Массалимов Б.И., Уракаев Ф.Х., Уралбеков Б.М., Буркитбаев М.М. 
Гидрофобизация плотного и мелкозернистого бетонов полисульфидными растворами // Нанотехнологии в строительстве: 
научный интернет-журнал. 2016. Т. 8. № 5. С. 85–99. 

23. Янахметов М.Р., Чуйкин А.Е., Массалимов И.А. Модифицирование поровой структуры цементных бетонов пропиткой 
серосодержащими растворами // Нанотехнологии в строительстве: научный интернет-журнал. 2015. Т. 7. № 1. С. 63–72. 

24. Массалимов И.А., Чуйкин А.Е., Массалимов Б.И., Уракаев Ф.Х., Уралбеков Б.М., Буркитбаев М.М. Улучшение 
эксплуатационных свойств строительных материалов из известнякаракушечника пропиткой полисульфидными растворами 
// Нанотехнологии в строительстве: научный интернет-журнал. 2017. Т. 9. № 3. С. 66-80. 

25. Федеральная служба государственной статистики. Сельское хозяйство, охота и охотничье хозяйство, лесоводство в России. 
[Электронный ресурс]. Систем. требования: AdobeAcrobatReader. URL: http://www.gks.ru (дата обращения 15 ноября 2018) 

26. Ion R., Turcanu-Carutiu D., Fierascu R., Fierascu I. Chalk stone restoration with hydroxyapatite-based nanoparticles // Sci. Bull. 
Valahia Univ. Mater. Mech. 2014. No. 9 (12). Pp. 24–28. 

27. Cultrone G., Sánchez-Ibáñez V. Consolidation with ethyl silicate: How the amount of product alters the physical properties of the 
bricks and affects their durability // Mater. Constr. 2018. No. 68 (332). Pp. Y. 

28. Korneeva E., Mohamad S. The water absorption of Crimean limestone treated with silicic acid-based material // MATEC Web of 
Conferences. 2018. Vol. 245. No. 03001. Pp. 1–4. 

29. Korneeva E., Mohamad S. Strengthening the historical constructions made of limestone by treating with silicic acid-based material // 
MATEC Web of Conferences. 2018. Vol. 245. No. 01005. Pp. 1–4. 

 
Контактные данные: 

Елена Александровна Корнеева, +79633193218; эл. почта: linka360639020@yandex.ru  
Николай Иванович Ватин, +79219643762; эл. почта: vatin@mail.ru  
Анна Евгеньевна Донцова, +79811889300; эл. почта: anne.dontsoova@gmail.com  
 
 

 © Корнеева Е.А., Ватин Н.И., Донцова А.Е., 2019 

 

70


	1. Introduction
	2. Methods
	2.1. Equipment
	2.2. Water absorption tests
	2.3. Compression strength test
	2.4. Freeze-thaw resistance test
	2.5. Porosity and voids content measurements

	3. Results and Discussion
	3.1. Water absorption test
	3.2. Compression strength test
	3.3. Freeze-thaw resistance test
	3.4. Porosity and voids content measurements

	4. Conclusions
	5. Acknowledgement



