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Abstract: Concrete is a multiphase composite material composed of coarse aggregate, cement mortar,
and interface transition zone (ITZ). It is of great significance to study the effect of ITZ and coarse
aggregate on chloride microscopic diffusion behavior for predicting the service life of reinforced
concrete (RC) structures. By introducing the random distribution function, a random coarse aggregate
model considering the randomness of the thickness of the ITZ was established. Furthermore, a two-
dimensional (2D) chloride ion diffusion mesoscopic model was developed by specifying different
diffusion properties for different phase materials of concrete. Moreover, the effects of coarse aggregate
rate, ITZ thickness, and ITZ diffusion property on chloride ion diffusion behavior were investigated
in this paper. The research showed that the aggregate has hindrance and agglomeration action on
chloride ion diffusion. Although the volume content of the ITZ was very small, less than 0.2% of the
total volume of concrete, the effect of the ITZ on the chloride diffusion in concrete cannot be ignored.
More importantly, the mechanism of promoting chloride diffusion in the ITZ was revealed through
the chloride diffusion trajectory. The research revealed the transmission mechanism of chloride ions
in the meso-structure of concrete and provides theoretical support for the design of RC structures in
coastal areas.

Keywords: chloride ion attack; multiscale model; concrete durability; concrete meso-structure

1. Introduction

Chloride ion attack is one of the main factors causing durability failure of marine struc-
tures [1]. It is of great significance to investigate the diffusion behavior of chloride ion in
concrete. In recent decades, much theoretical [2,3], experimental [4–6], and numerical [7–9]
research on chloride ion diffusion in concrete have been done, and remarkable research
findings also have been achieved. For example, CollePardi et al. [10] established the theo-
retical basis model of chloride ion diffusion in concrete by introducing Fick’s Second Law.
As well, Mangat et al. [10] derived a modified equation considering the change of diffusion
coefficient with time based on CollePardi et al.’s work. Moreover, Fu et al. [10] adopted the
immersion test to measure the chloride ion concentration distribution through drilling pow-
der sampling. Yu et al. [11,12] have also established a numerical model based on theoretical
equation and chloride diffusion coefficient measured by test and carried out parametric
analysis. Moreover, the reactive transport modelling was developed by Guo et al. [13] to
investigate chloride ingress in coral aggregate concrete. However, concrete is a multiphase
material composed of aggregate, cement paste, ITZ and pores [14,15]. The comprehensive
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influence of each component on chloride ion diffusion forms the macroscopic physical
phenomenon, which leads to the randomness of the chloride diffusion coefficient [16].
Therefore, it is particularly important to study the effects of different components on the
diffusion properties of chloride ions from the meso-level.

The interfacial transition zone (ITZ) is a thin layer of the transition zone between
aggregate and cement paste [17,18]. The formation of ITZ is the result of the wall effect of
the cement particles accumulation along the aggregate surface and the hydration of cement
particles. Hence, the larger porosity in ITZ is due to the fact the cement content in the region
is relatively low, which leads to large porosity and good connectivity. Bourdette et al. [19]
measured the pore structure distribution of ITZ by mercury injection test (MIP), and found
that the porosity in the ITZ is 2–3 times higher than that in the cement paste. However,
high porosity and connectivity provide convenient conditions for water and ion transport.
Yang et al. [20,21] and Ye et al. [22] studied the influence of ITZ on chloride ion diffusion
by using prefabricated cylinders instead of aggregate. The study showed that the chloride
ion diffusion coefficient of ITZ was about 30–50 times that of cement paste, indicating that
the existence of ITZ greatly promoted the chloride ion permeability. Moreover, Huang
et al. [22] used a similar method to investigate the influence of ITZ on water transmission,
and found that ITZ has high permeability. The permeability coefficient of ITZ is 20 times
that of ordinary cement paste.

In addition, the thickness of the ITZ is another important factor for the chloride
ion diffusion property of concrete. Wu et al. [23] measured the average thickness of the
cylindrical-aggregate ITZ by electron microprobe technique and the average thickness of
ITZ is about 40.5 µm. Furthermore, Scrivener et al. [23] measured the thickness of the ITZ
by SEM technology and find that the thickness distribution of the ITZ is random, ranging
from 30 µm to 100 µm, and it has the characteristics of random distribution. Kim et al. [24]
also found that the thickness of the ITZ is between 50 µm and 100 µm by analyzing the
BSE images. Due to the thickness of ITZ being random and uncontrollable, it is difficult
to control the thickness of ITZ by experiment. At present, many scholars use the total
volume and surface area of ITZ to characterize the effect of ITZ thickness on chloride
diffusion performance. Yang et al. [20] measured the effective chloride diffusion coefficient
of concrete by accelerated chloride migration test to study the relationship between the
surface area of ITZ and chloride diffusion coefficient. As well, the research shows that with
the increase in surface area of ITZ. Zheng et al. [25,26] adopted the concentric circle model
and deduced that with the increase of the ITZ thickness, the effective diffusion coefficient
of the concrete block also increased. Therefore, the ITZ has a very important influence on
the chloride ion diffusion in coagulation.

At present, the influence of ITZ on chloride diffusion performance is only limited
to using cylindrical aggregate to replace the real shape aggregate through experiments.
Moreover, due to the limitations of the experiment, it is difficult to reveal the mechanism
of the influence of ITZ on chloride transport performance by experimental method. A
multi-phase mesoscopic numerical model is proposed to fully explore the mechanism of
diffusion behavior of chloride in concrete for predicting the service life of RC structures.
As well, the effects of coarse aggregate rate, ITZ thickness, and ITZ diffusion property on
chloride ion diffusion behavior are investigated in this paper.

2. Model Establishment
2.1. Concrete Mesostructure

In this paper, it is assumed that the thickness of the ITZ obeys a normal distribution
(X ∼ N

(
µ, σ2)), and based on the existing random aggregate model [27–30], a new concrete

random aggregate algorithm model is established to consider the randomness of the ITZ
thickness. The following steps describe the formation process of mesoscopic model in
detail. First, the concrete random aggregate model of Gao et al. [31] is used to generate a
single aggregate without ITZ and the aggregate area and the distance (ri) from each vertex
to the center are recorded, as shown in Figure 1a. It is worth noting that the details of
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the random generation method for individual aggregates can be found in reference [31].
Secondly each vertex is topologically ∆ri outward along the radial direction, and ∆ri obeys
a random number of normal distribution (X ∼ N

(
µ, σ2)), where µ is the average value

of the ITZ thickness. Then connect the topological points in turn to form the boundary
of the ITZ, as shown in Figure 1b. ITZ is also surrounded by the outer boundary of
ITZ and outer boundary of aggregate. Thirdly, an aggregate library containing random
ITZ thicknesses is generated, and the equivalent diameter of each aggregate is recorded
by equal-area calculation [7]. Finally, according to the equivalent diameter and Fuller
gradation cumulative distribution function [32], the aggregate was randomly selected from
the aggregate library for delivery. And conduct interference inspection to finally form the
target two-dimensional random aggregate, as shown in Figure 1d. the local magnification,
and the distribution of the ITZ can be clearly seen as shown in Figure 1e. Figure 1f shows
CT scan sections of concrete by Yu et al. [33]. By comparing Figure 1d,f, it can be found
that the new concrete random aggregate algorithm model proposed in this paper is similar
to the aggregate distribution of the actual CT scan section of concrete.

1 
 

 

 
Figure 1. Concrete mesoscopic model generation. (a) A single aggregate, (b) 
Generate ITZ, (c) ITZ thickness probability distribution, (d) mesoscopic 
aggregate model, (e) Local magnification, (f) CT scanning of concrete[7], 
respectively. 

 
 

 
(a) (b) (c) 

 

(d) (e) (f) 

Figure 1. Concrete mesoscopic model generation. (a) A single aggregate, (b) Generate ITZ, (c) ITZ
thickness probability distribution, (d) mesoscopic aggregate model, (e) Local magnification, (f) CT
scanning of concrete [7], respectively.

It is worth noting that the diameter of each polygon aggregate equivalent to a circular
aggregate is determined. As well, the diameter of each polygon aggregate can be expressed
as [30]:

P(d) = 1.065(d/dm)
1/2− 0.053(d/dm)

4− (d/dm)
6− 0.0045(d/dm)

8− 0.0025(d/dm)
10 (1)

where d is the diameter of aggregate; dm is the maximum diameter of aggregates; P is the
cumulative percentage passing a sieve with aperture diameter d. In the revised manuscript,
we also made the corresponding adjustment.

2.2. Multiscale Model of Chloride Diffusion

Generally, the microstructure of aggregate is very dense and the connectivity of pore
structure is poor, comparing with chloride ion diffusion in cement mortar phase or ITZ,
the chloride diffusion behavior in coarse aggregate phase can be ignored. Hence, this
paper only considers the chloride diffusion behavior in the cement mortar region and the
interface transition region. Figure 2 shows the microscopic diffusion process of chloride
ions in representative elements. Under the action of concentration difference, chloride ion
diffuses from the high concentration zone to the low concentration zone. The channel of
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chloride ion diffusion is the micro connectivity pore structure in concrete. The diffusion
coefficient is related to the connectivity and tortuosity of pore structure. During the pouring
of concrete, due to the vibration and the wall effect of aggregate, the pore structure in the
ITZ has better connectivity and larger porosity than that in the cement mortar phase, which
is conducive to the diffusion of chloride ions. The flow diagram of chloride ion diffusion is
demonstrated in Figure 2. As mentioned above, this phenomenon is essentially caused by
the difference in microscopic pore structure.
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The pore microstructure diagram of cement mortar and ITZ are demonstrated in
Figure 2b,c, respectively. Several scholars have done a lot of experimental research about
chloride diffusion coefficient in cement mortar and ITZ. For details, please refer to lit-
erature [6,34,35], which is not cumbersome here. However, in the existing studies, the
chloride diffusion coefficient is the average value at a macro level, which cannot be directly
used for the study of microstructure. In fact, the pore microstructure of concrete is very
complex and random [36], so it is difficult to describe the chloride diffusion in the pore
structure with a certain value. In this paper, a random variable ϕ(x, y) is introduced to
characterize the randomness of pore size and connectivity between pores, which is mainly
determined by the hydration process of cement paste. Thus, the chloride diffusion coeffi-
cient in meso-structure is obtained by multiple coupling methods, as shown in Equations
(1) and (2) [37–39].
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(
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DITZ = DITZ0

(
0.001 + 0.07 φ2

ITZ + 1.8·H(φITZ − φcri)·(φITZ − φcri)
2
)
· ϕITZ(x, y) (3)

where D2cem,cl is diffusion coefficient of chloride ion in cement mortar; DITZ,cl is diffu-
sion coefficient of chloride ion in the ITZ; Uc is the chloride ion diffusion activation energy,
(Uc = 44.6 KJ/mol); t is the reference exposure time; R is the gas constant, (R = 8.314 J/(K·mol));
Tre f is the reference temperature; h is relative humidity; hc is critical humidity (hc = 0.75);
φITZ is the porosity of ITZ; H is the heaviside function; φcri is the critical porosity ϕcem(x, y),
ϕITZ(x, y) is a random number subject to normal distribution.

3. Numerical Simulation
3.1. Numerical Solution

The governing equation of chloride diffusion in concrete is shown in Equation (3).
In this paper, the central difference method is used to solve Equation (3). The detailed
derivation process of the standardized mathematical formula for this kind of problem
is given in the literature [37,40], which would not be repeated here. Figure 3 shows the
solution flow chart. Table 1 shows the relevant parameters used in the numerical simulation.

∂c(x, y, t)
∂t

=
∂

∂x

(
D(x, y, t)

∂c(x, y, t)
x

)
+

∂

∂y

(
D(x, y, t)

∂c(x, y, t)
y

)
(4)
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Table 1. Numerical simulation-related parameters.

Parameter
Symbol Unit Value Implication Reference

w/c - 0.35 water-cement ratio [7,14]
αc - 0.8 degree of cement hydration [7,14]

Dp m2/s 1.07× 10−10 diffusion coefficient of chloride ion
in water [21,34]

∅ITZ - 0.233 average capillary porosity of ITZ [7]

DITZ0 m2/s 2.03× 10−9 corresponding diffusion coefficient
in a bulk water [7]

m - 0.2 time index [15,29]
tre f d 28 reference time [15,29]

3.2. Verification of the Proposed Model

The reliability of the chloride diffusion numerical model proposed in this paper
is verified by comparing the experimental data of Fu et al. [41,42] and the numerical
simulation results. The values of relevant parameters in the numerical model are listed
in Table 2. Moreover, to reduce the influence of randomness of concrete meso-structure,
we selected three data lines (e.g., Line-1, Line-2, and Line-3) for comparison, as shown in
Figure 4. Figure 5 shows the distribution curve of chloride concentration with depth under
the three working conditions (e.g., without ITZ, the ITZ thickness = 50 µm and the ITZ
thickness = 100 µm). Obviously, the experimental data are distributed on both sides of
the numerical simulation data, and the experimental data are very close to the numerical
simulation data. It is indicated that the model proposed in this paper has high reliability.
Moreover, the chloride concentration distribution considering the effect of ITZ is in better
agreement with the experimental data.
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Table 2. Verifies the model parameters.

Time (t) W/C Aggregate Rate Interfacial Porosity Time Index

60 (d) 0.53 0.3 0.4 0.2
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4. Simulation Results and Discussion
4.1. The Effect of Coarse Aggregate Rate on Chloride Diffusion

The chloride concentration distribution for different coarse aggregate rat is shown
in Figure 6. Obviously, the chloride concentration decreases gradually with the increase
of the coarse aggregate ratio. Moreover, compared with the chloride diffusion path of
pure cement mortar, the chloride diffusion path is more tortuous with the increase of
coarse aggregate ratio. This indicates aggregate hinders chloride diffusion. Furthermore,
the histogram of the equivalent chloride diffusion coefficient is demonstrated in Figure 7.
However, the effective chloride diffusion coefficient with a 30% coarse aggregate ratio is
slightly higher than that with a 25% coarse aggregate ratio. This may be caused by the
randomness of concrete aggregate, but the general trend is that the effective diffusion
coefficient of concrete decreases with the increase of aggregate ratio, which is consistent
with the experimental phenomenon of Yang et al. [43]. In addition, the essential reason for
the tortuosity of chloride diffusion is that chloride diffusion needs to bypass the coarse
aggregate. Therefore, the tortuosity of chloride diffusion can be reflected by calculating the
total perimeter of coarse aggregate. The total perimeter of the aggregate for different coarse
aggregate ratios is shown in Figure 8. Obviously, with the increase in coarse aggregate
ratio, the total perimeter of coarse aggregate increases. Hence, the chloride diffusion path
is more tortuous with the increase of coarse aggregate ratio.
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Figure 6. Chloride concentration distribution for different coarse aggregate rate conditions.
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Figure 7. Equivalent chloride ion diffusion coefficient.
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Figure 8. The total perimeter of the coarse aggregate for different aggregate ratios.

Moreover, by comparing the chloride diffusion paths, coarse aggregate not only
hinders the chloride diffusion, but also has an agglomeration effect on chloride distribution.
Figure 9 shows an enlarged view of the local chloride ion diffusion path for 30% of the
coarse aggregate. As well, the agglomeration of coarse aggregate increases the chloride ion
concentration in the cement mortar.
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Figure 9. Local chloride ion diffusion.

Figure 10 shows the distribution of chloride concentration at 40 mm away from the
ingress surface. When the concrete is simplified to a single-phase material (e.g., aggregate
ratio = 0), the chloride concentration is the same at the same distance from the chloride
ingress surface, as demonstrated in Figure 10. However, when the chloride is regarded
as a multiphase composite, the chloride concentration has a great difference at the same
distance from the ingress surface, as dominated in Figure 10. For example, when the coarse
aggregate ratio is 40%, the average chloride concentration at 40 mm from the chloride
ingress surface is 0.027% and the standard deviation is 0.0022%. Therefore, when we study
the corrosion of reinforcement caused by chloride ingress, it should be considered the
randomness of chloride concentration distribution on the surface of reinforcement. It is a
reliable method to analyse the durability failure of reinforced concrete caused by chloride
ingress by statistical and probability methods.
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Figure 10. Chloride concentration distribution at the 50th.

4.2. The Effect of Different ITZ Thickness

The ITZ thickness is related to cement type, construction technology, curing method,
and other factors, and its range is between 20 µm and 100 µm. To quantitatively analyze the
influence of the ITZ thickness on the chloride diffusion, the diffusion process of chloride in
concrete with different thicknesses of ITZ (i.e., 0 µm, 50 µm, 100 µm) is simulated in this
paper. From the equivalent chloride diffusion coefficient histogram as shown in Figure 11,
With the increase of the ITZ thickness, the equivalent chloride diffusion coefficient is
gradually increasing. Furthermore, the equivalent chloride diffusion coefficients with the
ITZ thickness of 50 µm and 100 µm are 65% and 104% higher than that without considering
the ITZ effect. Moreover, as can be seen from Figure 11, the ITZ thickness has a linear
relationship with the effective chloride diffusion coefficient. Moreover, in the above two
cases, the total area of ITZ accounts for only 0.135% and 0.278% of the total area of concrete,
respectively. It is indicated that although the area of the ITZ can be ignored, the ITZ has a
very important influence on chloride diffusion, and this influence increases gradually with
the increase of ITZ thickness.
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Figure 11. Equivalent chloride diffusion coefficients for different ITZ thicknesses.

More importantly, the diffusion trajectories of chloride in the concrete meso-structures
have been clearly presented in Figure 12. Obviously, the aggregate hinders the diffusion of
chloride and increases the diffusion path of chloride. For instance, the chloride ions at point
A cannot diffuse through the aggregate to point B along a straight line, but must diffuse
around aggregate to point B. Moreover, it is found that the ITZ provides a fast channel for
chloride diffusion, as demonstrated in Figure 12b. Consequently, the mechanism of ITZ
promoting chloride diffusion in concrete can be well understood by this phenomenon.
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Figure 12. Chloride diffusion trajectories in meso-structures of concrete. (a) Overall concrete section
(b) Local amplification.

4.3. Chloride Diffusion Characteristics in ITZ

It is worth mentioning that the diffusion characteristic of ITZ is another important
factor affecting chloride diffusion behavior. The diffusion characteristics of chloride in the
ITZ are related to many factors, such as water-cement ratio, construction technology, curing
conditions, cement varieties, and so on. In this paper, the ratio (e.g., R) of the chloride
diffusion coefficient in the ITZ to that in the cement mortar phase is used as the index
to evaluate the chloride diffusion performance in the ITZ. Obviously, the greater the R
value is, the better the chloride diffusion performance is. Figure 13 shows the variation
curve of chloride concentration on the reinforcement surface under R = 1/10/50/100.
Obviously, with the increase in R value, the chloride concentration is also increasing on the
reinforcement surface.
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Figure 13. Chloride ion concentration–time curve (R = 1\10\50\100).

Moreover, the chloride concentration distribution curve along with the ingress depth at
the 50th year is shown in Figure 14. The chloride concentration increases with the increase
of chloride diffusion coefficient in ITZ. It is worth noting that the chloride concentration
distribution curve with R = 50 is not in the middle of the two curves with R = 1 and R = 100.
This further shows that the chloride concentration distribution is not directly proportional
to the chloride diffusion coefficient in ITZ. With the increase of the multiple of the chloride
diffusion coefficient in ITZ, the influence of that in the ITZ on the chloride concentration
distribution is weakening. This is mainly because the chloride ion concentration is the
result of the joint action of cement mortar and ITZ.
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Figure 14. Chloride ion concentration–depth curve (R = 1\10\50\100).

5. Conclusions

A multi-phase mesoscopic numerical model is proposed to fully explore the mech-
anism of diffusion behavior of chloride in concrete for predicting the service life of RC
structures. Considering the randomness of the ITZ thickness, the existing random coarse
aggregate model is developed. Furthermore, the chloride diffusion coefficient model is
constructed by introducing the normal random distribution function to consider the ran-
domness of the chloride diffusion coefficient. Moreover, the reliability of the proposed
model is validated by third-party experiments. Finally, the effects of coarse aggregate ratio,
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ITZ thickness, and diffusion performance of ITZ on the chloride diffusion in concrete are
studied in this paper. Based on a systematic study, the following conclusions can be drawn:

(a) The coarse aggregate increases the chloride diffusion path and reduces the effective
chloride diffusion coefficient in concrete. With the increase in coarse aggregate ratio,
the effective chloride diffusion coefficient shows a downward trend. Moreover, coarse
aggregate increases the non-uniformity of chloride distribution in concrete, which
increases the uncertainty of reinforcement corrosion caused by chloride attack.

(b) Especially, the mechanism of ITZ promoting the chloride diffusion is revealed by
simulating the chloride diffusion trajectories in concrete meso-structure. Although the
volume content of the ITZ is very small, less than 0.2% of the total volume of concrete,
the effect of the ITZ on the diffusion of chloride ions in concrete cannot be ignored.

(c) The effective diffusion coefficient of chloride is also increasing with the increase of the
diffusion performance of ITZ. However, with the improvement of chloride diffusion
performance in the ITZ, this increasing trend is gradually weakened, which indicates
that the influence of the ITZ diffusion performance on the chloride diffusion behavior
is limited.
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