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HIGHLIGHTS

« Measuring chloride is crucial for service life assessment of concrete structures.

« Measurement techniques mainly based on electrochemistry and electromagnetics.
« Based on the level of assessment different techniques have pro and cons.

« For existing structure assessment varies from visual to detailed lab investigation.
« Electrochemical sensor are suitable for installation in new structures.
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1. Introduction
1.1. Chloride based reinforcement steel corrosion

The concentration of chloride ions is one of the most important
indicators for the deterioration of reinforced concrete (RC) struc-
tures [1-6]. In the presence of a critical amount of chloride ions,
also known as critical chloride content, the reinforcing steel under-
goes rapid localized corrosion. Such localized corrosion can form
“pits”, giving rise to the term localized corrosion [7-9]. Although
localized corrosion might not have a significant immediate conse-
quence for the daily operation of a reinforced concrete structure, it
may affect the structural performance of the concrete structure in
the long term and under specific load or environmental conditions,
such as earthquakes [10,11]. Corrosion drastically reduces the ten-
sile strength of steel, and thus compromises the load bearing
capacity of reinforced concrete. During corrosion, the passive film
of iron oxide, initially formed on the surface of steel and inhibiting
further corrosion, is destroyed. In case of chloride induced corro-
sion, this passive film is locally broken. The on-going corrosion pro-
cess results in the formation of voluminous corrosion products.
This results in early crack formation, propagation and possible
detachment of the concrete cover. Structures near marine environ-
ment or those exposed to de-icing salts are prone to pitting
corrosion. Specially, the splash zone near seawater, which is the
area near the air/water interface, undergoes such deterioration,
due to readily available atmospheric oxygen, water, and chloride
[12-14]. On-demand maintenance of these structures not only pre-
serves them but also reduces unnecessary costs and energy [15].
The chloride ion concentration in concrete is one of the most rele-
vant parameters to estimate the risk of corrosion, and therefore
predict the lifetime and maintenance cycle of RC structures
[16-19].

In the present review, different techniques are summarized,
reported so far for non-destructive in-situ measurement of chlo-
ride ion concentration in concrete. For more than two decades
in-situ non-destructive measurement of chloride content in con-
crete has been reported in literature [20-22]. These ND techniques
are characterized into two main approaches, i.e. electrochemical
and electromagnetic. The description of these techniques along
with their advantages and disadvantages are presented. In con-
crete, chlorides exists in different forms, namely free and bound
chloride. Before describing the measurement techniques, it is
important to introduce the states of the chloride ions in cementi-
tious materials.

1.2. Types of chloride in concrete

Free chloride exists in ionic form in the pore solution and can
diffuse towards the reinforcing steel through the pores. The tradi-
tional methods for free chloride ions determination involve
extracting the pore solution from the cement-based materials by

applying pressure, or by leaching of chloride from the concrete
sample by a solvent. It has been stated that these techniques are
prone to considerable error. For example, destructive extraction
of pore solution may overestimate the free chloride concentration
by 30% to 200% [23].

The bound chloride ions are either chemically or physically
attached to the hydration product such as calcium-silicate-
hydrate (C-S-H) [24]. The chloride adsorption on the surface of C-
S-H gives the physical binding of the chloride. It is due to electro-
static or Van der Waals forces between the chloride ions and the
surface of the C-S-H. Such chloride ions are sensitive to the envi-
ronmental conditions such as pressure and temperature. Chemical
binding is the result of chemical reactions between chloride ions
and cement hydration products such as tri-calcium aluminate
(C3A) to form calcium chloroaluminate hydrate or Friedel’s salt
[25]. However, Friedel’s salt is not the only phase responsible for
chloride binding [26], other phases including Calcium-Silicate-
Hydrate (C-S-H), hydration product of alite (C3S) and belite (C,S),
[27,28] and the ferrite analogue of Friedel’s salt also account for
chloride binding [29-31]. The chemically bound chloride can be
extracted in acidic environment [23,32].

1.3. Critical chloride content

Localized, or pitting corrosion in RC is initiated when the chlo-
ride ion concentration reaches a threshold value, which is also
known as the critical chloride content, C;; [33,34]. There are two
different ways of defining C;,: (1) based on theory i.e. the chloride
ion concentration required for de-passivation of steel, (2) based on
the visible deterioration of the concrete structure [34]. There are
two stages of deterioration due to corrosion; initiation and propa-
gation stage. In the initiation phase, no significant deterioration is
observed, whereas in the propagation stage large deterioration and
increase in corrosion rates are observed. According to the first def-
inition the amount of chloride to initiate the propagation stage is
Ccriv Whereas, according to the second definition the amount of
chloride to observe the visible deterioration in the propagation
stage is Cerit.

Regarding the type of chloride responsible for pitting corrosion,
some literature reports consider total chloride content [35,36] and
others free chloride [34,37]. The free chloride ion concentration is
mostly reported to be a better indicator for pitting corrosion. Sev-
eral studies have been performed to evaluate C.; [34], but there is
no universal value so far, since it depends on several factors like
pH, temperature, humidity, oxygen availability and steel concrete
interface [34,38].The heterogeneity of the concrete matrix can also
affect the measurements. Angst et al. 2009 reviewed several condi-
tions and mentioned values for critical chloride content reported
so far [34]. According to this study, the ratio between the [Cl~]
and [OH™] is found to be an appropriate expression form of Cgy,
with the most accepted value of [CI"]/[OH] = 0.6.
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2. Measurement techniques for chloride ingress

There are different approaches to measure chloride ion concen-
tration in concrete depending on the application, i.e. determining
the chloride ingress profile for quality control of new structures
or chloride ion concentration in existing structures. The most rou-
tinely used technique is the leaching method and subsequently
analysis of the extracted solution using potentiometry and the Vol-
hard method, so measuring the free and total chloride content,
respectively [39]. An overview of the available techniques is shown
in Fig. 1.

The techniques are broadly categorized into laboratory and field
methods. The laboratory methods are used to validate the
concrete-chloride penetration models and the quality of concrete
beforehand. These techniques are mainly focused on determina-
tion of the diffusion coefficient and the ingress profile of chloride
over time. These studies use different description and theories such
as Fick’s law, Nernst-Planck equation [40], binding isotherms [6],
moisture transport [17] and temperature variation [39,41]. On
the other hand, the field methods are focused on measuring chlo-
ride in existing concrete for determining its durability and mainte-
nance cycle.

The field methods are further divided into destructive and non-
destructive measurements. The state-of-the-art Volhard [42-44]
and potentiometric analysis methods [21,35,45,46] are both
destructive and require extracted pore solution. These analyses
are based on leaching [47]and pore solution expression [48]
techniques of sampling. Such destructive sampling can result in
significant measurement errors due to the concrete heterogeneity
and the sample preparation [49], resulting in under or over-
estimations. Furthermore, such destructive approaches bring addi-
tional indirect costs due to road closures and traffic delays [15,39].

These techniques are mostly used for short-term decisions regard-
ing maintenance and model updating [16,39,50].

The non-destructive methods are characterized by their non-
invasive nature. These techniques work by either using external
contactless measurement or embedded sensors inside concrete
[39,51]. The non-destructive methods are mainly divided into elec-
trochemical and electromagnetic approaches. Although some of
the electromagnetic approaches seem destructive and laborious,
such as Nuclear Magnetic Resonance (NMR), X-ray and Prompt
Gamma Neutron Activation (PGNA) analysis, these methods have
potential for non-invasive measurements. Therefore, they are cat-
egorized as non-destructive techniques in this review. The focus
of this review is on the non-destructive measurement techniques,
which are indicated in the red-dotted boxes in Fig. 1.

3. Non-destructive in-situ measurement

Non-destructive (ND) measurement of chloride ions in concrete
is not a straightforward task. A perfect method must obey several
conditions: it must be stable, non-invasive, invariant to chemical
and thermal changes in concrete, able to pass small currents with
a minimum of polarization and hysteresis effects (for electrochem-
ical methods), display long-term performance, cost effective and
result from an environmentally safe manufacturing procedure
[52]. Concrete is a heterogeneous material with perm-selective
properties of pore walls of cement hydration products, high alkaline
pore solution with different compositions and pore systems with
various porosity and pore size distribution [53,54]. These properties
induce challenges for the available chloride measurement tech-
niques. Many attempts have been made to describe and overcome
the limitations for application of these techniques in the concrete
environment. These efforts are discussed in the following sections.

Measurement techniques for chloride ion concentration in concrete

Laboratory
methods

Field
methods

[
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Fig. 1. An overview of available techniques of measuring chloride ions in concrete. The dotted-outlined boxes list different non-destructive techniques, which are discussed in

this work.
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respectively. T is the transition time and t is the duration of the applied current pulse [58].

3.1. Electrochemical and electrical techniques

3.1.1. Potentiometric measurement

Potentiometric measurement, using a Ag/AgCl chloride ion selec-
tive electrode, is a standard electrochemical technique to measure
free chloride concentration in concrete [20,21,37,51,52,55]. For con-
crete applications, the first attempt to use embedded Ag/AgCl elec-
trodes was done in the 1990s [20,21,51,56,57]. The Ag/AgCl
electrode is a chloride ion selective electrode (ISE) whose half-cell
potential is a function of the Cl~ concentration [37]. The change in
half-cell potential is measured against a reference electrode to cor-
relate it to the chloride ion concentration. Calculations and interpre-
tation follow the Nernst equation and behavior [37]. The calibration
curve of the potential difference of the Ag./AgCl electrode with
respect to a Ag/AgCl liquid junction reference electrode for various
Cl~ concentrations, along with the standard deviation, G, in syn-
thetic pore solution, reported by Angst et al. , is shown in Fig. 2a
[37]. The uncorrected values curve is the measured potential

response, which is then adjusted for the activity coefficient to give
the corrected values curve.

For field but also in lab applications, the Ag/AgCl electrode
can be embedded (cast-in)in concrete and its potential can be
measured with respect to an external (or internal) reference
electrode. Angst et al. reported the half-cell potential of an
embedded Ag/AgCl electrode over a period of one month for
0.1 and 0.5M Cl~ concentration in various alkaline media,
results shown in Fig. 2b [38]. The reference electrode was exter-
nally positioned. For electrical contact during the measurements,
the reference electrode used a liquid junction (soaked sponge in
this case). In the absence of chloride, the potential changes are
due to high pH (pH > 10), whereas at high chloride ion concen-
tration (0.5 M), the half-cell potential is not sensitive to the pH
change and predominantly reflects the activity of chloride ions.
The sensitivity toward hydroxide ions is due to the formation
of silver-oxide through a redox reaction at the higher pH con-
centration [37,58].
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apparent (measured) diffusion coefficients, respectively [58].

Although, this technique is simple and easy to implement, it is
prone to error, mostly, coming from the drift in potential of both
Ag/AgCl electrodes (the chloride sensors) and reference cells. The
theoretical sensitivity of this technique is —59 mV/[decade change
in chloride ion concentration], which means a change of 8.9 mV or
a two-fold error in the determination of chloride ions concentra-
tion [59]. Therefore, for a reliable measurement, a long-term
(>10 years) stable reference electrode is to be used.

3.1.2. Chronopotentiometric measurement

An alternative for the classical potentiometry is chronopoten-
tiometry; a dynamic electrochemical method where the response
of the system is measured to an applied stimulus. Abbas et al.
reported this approach to counteract the drift issues in potentio-
metric response [58,60]. In this technique, the potential difference
is measured between two Ag/AgCl electrodes, one being the work-
ing (WE) and the other as a reference electrode (RE), whilst a cur-
rent pulse is applied to the WE.

When a current pulse is applied to the Ag/AgCl working elec-
trode, its potential changes as a function of the ClI~ concentration
in the electrolyte. The schematic of this process is shown in
Fig. 3 [58]. The Cl~ is consumed during the applied current pulse
due to the Faradaic reaction (Ag + CI~ — AgCl). This change in con-
centration changes the half-cell potential of the Ag/AgCl working
electrode, region A in Fig. 3. After some time, the CI~ will be
depleted completely near the surface of the Ag/AgCl electrode,
resulting in a sharp increase in its potential. This moment is called
transition time, given by the Sand equation [61], region B in Fig. 3.
Therefore, the ClI~ concentration can be measured, either by mea-
suring the potential change (Differential potential) in region A
[60] or by measuring the transition time in region B [58]. This mea-
surement over a long-time period did not show any drifts in poten-
tial as reported by Abbas et al. [58]. However, at higher pH (>pH
12) the response is no more a function of chloride ions due to
the interference of OH™ at higher pH, as aforementioned.

The calibration curves obtained from both chronopotentiomet-
ric approaches, i.e. measuring differential potential (region A) and
transition time (region B), are shown in Fig. 4a and b. In Fig. 4a, the

potential change, AV, decreases with the increase in Cl~ concentra-
tion [60]. Fig. 4b shows that the transition time increases with the
increase in CI~ concentration [58].

3.1.3. Electrical resistivity and impedance analysis

The electrical resistivity (ER) is a measure of the ionic and mois-
ture content of a concrete sample [62-64]. In an ER measurement,
a potential (V) is applied between two electrodes and the current
(I) is measured. From this, the electrical resistance and resistivity
can be computed. An increase in chloride ion concentration in con-
crete decreases its resistivity, if other factors remain constant [64-
66] and given that chloride binding does not lead to microstruc-
tural changes, matrix densification and/or connected pore network
alterations.

This method is used mainly to determine the diffusivity of CI~ in
concrete. The diffusion coefficient is related to electrical resistivity
via the Nernst-Einstein equation [67]. Ozkan [68] measured the
diffusion coefficient of CI~ using ER measurements. The experi-
mental setup and the measurement results are shown in Fig. 5
[68]. In Fig. 5a, the concrete sample is placed between two embed-
ded electrodes and a dc potential is applied. The resistivity is
obtained according to the standard ASTM C1760 method, which
is calculated based on Ohm'’s law. In Fig. 5b, the measured relation-
ship between the chloride diffusivity and the electrical resistivity is
shown. This shows an exponential relation between the resistivity
of concrete and the diffusivity of CI~ [68].

The ER measurements give the resistive behavior of concrete.
Impedance analysis, on the other hand, utilizes both the resistive
and capacitive changes in concrete due to chloride ingress. An
alternating current is applied to an electrode with a range of fre-
quency sweeps and the (complex) impedance is evaluated. The
curve is then compared with an equivalent electrical model of
the electrode in concrete, keeping other parameters constant, and
the chloride profiles are then calculated [69,70]. The lack of selec-
tivity toward chloride ions, limits this technique for reliable mea-
surement of chloride ion in the field. This is because it is difficult
to keep other ambient factors such as temperature, moisture, pH
and other ionic composition constant.
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Fig. 5. (a) Schematic of the resistivity testing setup by two electrode method [68] (b) Relationship between chloride diffusivity and the electrical resistivity of concrete [68].

3.2. Electromagnetic techniques

3.2.1. Fiber optic sensor

Embedded fiber optic chloride sensors allow a non-destructive
manner of determining the Cl~ content, along with CI~ penetration
into concrete structures [71-74]. Over the last decade, several
groups have developed fiber optic sensors to measure the free
chloride content in concrete. The principle is based on changing
the optical properties of an opto-chemical transducer as a function
of the CI~ concentration. The fiber optic sensors have three critical
parts: (1) Opto-chemical transducers (2) optical signal carrier (3)
light source and spectrometer. Generally, optical fibers are used
as signal carriers. The standard light sources and spectrometers
are commercially available. Fiber optic sensors offer several advan-
tages when compared to electrochemical techniques, such as bet-
ter stability against interfering ions, sensitivity and inertness to
electromagnetic noise and electrical cross-talk [71]. However, in
the long-term, fiber material degradation, the necessity of protec-
tion of the transducing element in aggressive environment,
mechanical stability and temperature dependence are some critical
issues, which should be solved. Mostly, research has been done on

@)

the opto-chemical transducing part as it defines the sensitivity,
selectivity, and long-term performance of the sensor [74-77].
There are two approaches for opto-chemical transduction: (a)
fluorescence-based and (b) optical grating (refractive index) based.
These are briefly discussed below.

(a) Fluorescence-based optical sensors

This sensing mechanism is based on the collisional quenching of
the fluorescence molecule by chloride ions [77]. Such an opto-
chemical transducer is also referred to as an optode. The determi-
nation of the concentration with opto-chemical probes is made
possible by recent developments of fluorophores. Collisional
quenching is a reversible process where the emitted intensity of
fluorescence molecules decrease nonlinearly with increasing
quencher concentration, in this case chloride ions.

(b) Optical grating

The optical grating sensor is based on the modification of the
grating portion of a long-period fiber grating (LPG). This sensor is

Y Z (b)

Lens Helium
f =500 mm \
D™ / Specimen
I | .
| Nd:YAG-Pulslaser with Y-Z
" U translation
1064 nm
300 mJ/Puls A
HomS Spectrograph
SpectraPro-150
g R Filter
CCD (1024x256)
Optical table L Optical Multichannel Analyzer (OMA 4)
(1500 mm / 2400 mm) T
\ 4
M 1
: PC for control
| =) | and
data aquisition

Fig. 6. (a) Experimental setup of LIBS technique [79]. (b) A snapshot of the plasma on the surface of a building material during LIBS measurement [84].
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extremely sensitive to any changes in Refractive Index (RI) of the
grating surrounding. The selectivity toward chloride is enhanced
by incorporating a monolayer of self-assembled gold colloids with
the LPG [78]. Tang and Wang 2007 [73] used this approach to mea-
sure chloride ion concentration in concrete.

3.2.2. Laser breakdown spectroscopy

This method is able to detect the total chloride content in a con-
crete sample. Laser-induced breakdown spectroscopy (LIBS) allows
the measurement of elements on the surface of solids, liquids, and
gases. In this technique, first a laser pulse evaporates a small
amount of elements from the surface forming plasma plume. This
plasma radiation is then analyzed through spectroscopic technique
to detect its composition [79-83].

The LIBS setup to measure chloride in concrete samples is shown
inFig. 6. Ahigh-energy Laser beam (Nd-YAG laser, pulse duration 10
ns, energy 300 mJ/pulse) is focused on the sample through a lens.
The high energy density (>2 GW/cm?) produced plasma with the
evaporation of a small amount of the sample. The relaxation spectra
of the atomic emission is observed at the detector. The optical signal
is directed through a fiber optic cable to the detector. Due to other
contamination from building material, the spectral peak of chloride
is weak, which can be enhanced by flushing the sample with helium
gas. The atomic emission spectrum of a concrete sample with and
without helium flushing is shown in Fig. 7a. The chloride spectral
line at 837.6 nm is reported to have repeated peaks. The integral of
the chlorine spectra gives the content of total chloride, which is
the measured response for calculating chloride ion concentration.
The calibration curve of the normalized response at various chloride
contents is shown in Fig. 7b. The response increases with the
increase in chloride ions in the sample.

3.2.3. Near-infrared, millimeter and microwave spectroscopy

The electromagnetic waves below the THz frequency range
(near infrared, micro and millimeter wave) are known to have
higher penetration and spatial resolution in concrete material
[85]. These waves can be used to measure the chloride content in
a concrete sample non-destructively [86]. The principle of millime-
ter wave (MMW) is similar to near infrared and microwave spec-
troscopy. In this approach, a MMW is focused to a concrete
sample through a prism. The reflected wave is then collected at a
Gunn oscillator. This forms an attenuated total reflection (ATR)
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Fig. 8. (a) Schematic diagram of a millimeter wave attenuated total reflection (ATR)
measurement setup. (b) Schematic diagram of a silicon prism used as total internal
reflection medium. (c) ATR of samples with different CI~ concentrations [86].

measurement system to measure chloride ions in concrete. The
refractive index of the reflecting medium should be larger than
the concrete sample [87,88]. The MMW creates an evanescent
wave at the interface of prism and sample, which penetrates into
the sample.

The schematic of the experimental setup is shown in Fig. 8a and
b. The MMW penetrates into the sample as defined by the penetra-
tion depth. When the material absorbs a MMW the beam loses its
energy according to the sample dielectric properties. The ratio of
the sample power and reference power gives the ATR. The mea-
sured ATR for various chloride ion concentrations is given in
Fig. 8c.
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Fig. 9. (a) Schematic of NMR setup with birdcage RF coil and distribution of [91] (b) CI during NaCl solution absorption in mortar specimens at 5(®), 22.2(M) and 72(¥) hours,

for w/c=0.3 and 0.6 [92].

3.2.4. Nuclear Magnetic Resonance (NMR)

Nuclear magnetic resonance (NMR) is used for detailed analysis
of concrete samples at the atomic scale. The NMR technique is able
to determine the presence and concentration of different nuclei
due to the magnetic behavior of the nuclei of atoms.

In this method, the non-zero spin nuclei of the material placed
in a relatively big uniform magnetic field B, start to precess around
the direction of By with the specific frequency related to the gyro-
magnetic ratio of nuclei, called Larmor frequency w,. Another radio
frequency pulsed magnetic field, B;, perpendicular to the static
field is also utilized to generate small excitation in the sample
and also receiving signal back from the sample [89,90].

The possibility of detection of chloride with NMR in addition to
the possibility of quasi-simultaneously measuring moisture,
sodium and chloride makes NMR a suitable method to obtain chlo-
ride profiles as a function of time and position [93]. A typical NMR
setup to detect chloride profiles is shown in Fig. 9a. The salt solu-
tion absorption profiles of ClI~ for two different types of mortar at
different time steps is shown in Fig. 9b. Here, the sample is moved
by a step motor and the signal is collected in different cross-
sectional positions.

The poor limit of detection of chloride is an issue, which limits
the detectable concentration range. One way to improve this limit
is averaging over many recorded signals. However, the random
noise level also increases by a factor of the square root of the num-
ber of scans but it is a considerable improvement in signal to noise
ratio. Another way to improve the signal for chloride is increasing

Surface

«—>

10 mm

Fig. 10. The X-ray image of chloride gradient in cement paste where red, green and
blue represent, highest, moderate and lowest concentrations [95]. (For interpreta-
tion of the references to colour in this figure legend, the reader is referred to the
web version of this article.)

the static magnetic field, By, or improving the RF coil. The signal to
noise ratio (SNR) measurement is always required to find the low-
est chloride concentration possible to detect [92].

3.2.5. X-ray diffraction analysis

X-ray fluorescence is a commonly used method to analyze the
chemical composition of inorganic materials. The X-ray beam pro-
duced by micro capillary optics excites the different atoms in the
target material, the transient excited atoms decay to a lower
energy state by emitting a characteristic X-ray, which is detected
by an X-ray detector. Analysis of the results with data taken from
highly controlled conditions determine the proportion of each ele-
ment in the material. The quantitative X-ray analysis accuracy is
highly dependent on homogeneity of the sample. Concrete is
heterogeneous in all scales, so the specimen can be prepared in
the form of a glass bead or a pellet of pressed powder. In case of
grinding cement few more issues must be considered as the X-
ray intensity then is not only depended on chloride concentration
but also on powder grain size, degree of compaction and chloride
binding [94].

Sudbrink et al. studied the chloride gradient imaging by X-ray
fluorescence analysis for cement paste, as shown in Fig. 10 [95].
This image is taken by moving the sample in a raster pattern under
stationary X-ray radiation with a spacing of 50 um.

4. Discussion
4.1. Comparison of non-destructive techniques

Each of the presented non-destructive techniques have their
strengths and weaknesses. There are different factors, which influ-
ence the selection of these techniques for an application. These fac-
tors are listed in Table 1. The comparison among these techniques
is based on the type of measured chloride, ease of embedding in
concrete, long-term stability, robustness, ease of fabrication, cost
effectiveness, and accuracy, see Table 1.

The electrochemical techniques such as potentiometry and
chronopotentiometry are direct measurement techniques where
the response is a direct function of the free chloride ions concen-
tration, following fundamental principles i.e. Nernst law. The
chemical stability in aggressive environments, ease of fabrication,
cost effectiveness, and rigorous nature of Ag/AgCl electrodes make
them one of the mostly used techniques. However, the stability of
the reference electrode [39,51,96], cross-selectivity for OH™ (or
interference) and errors due to diffusion potentials [37,97] restrict
the long-term in-situ measurements for concrete [39]. The refer-
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Table 1
Comparison of different non-destructive techniques to measure chloride ions in concrete. In this comparison, +, ++ and +++ corresponds to fine, good and excellent and —, — — and

— — — corresponds to not good, bad and worse, respectively. Here N.A stands for “not available”.

Classification Techniques Type of measured chloride Ease of implementing Drift in Robustness Ease of Selectivity
in concrete + response Fabrication + cost
portability over time effectiveness

Electrochemical Potentiometric measurement  Free Cl™ ++ ++ ++ ++ +++

Chrono-potentiometric Free C1~ +++ ++ ++ +++ +++
measurement

Electrical resistivity and Cl~ diffusion coefficient +++ +++ ++ +++ - —
impedance spectroscopy

Electromagnetic  Fiber optic sensor Free Cl™ - - - - + - - ++

Laser breakdown Total chloride content - N.A. - - -
spectroscopy

Near infrared, millimeter and  Free and Total chloride + N.A. - - - - - -
micro waves spectroscopy content and diffusion

(MMW) coefficient

Nuclear magnetic resonance Free CI™ and diffusion - — - N.A. + - — = ++
(NMR) coefficient

X rays analysis Total chloride content - — = N.A + - — = +

ence electrode needs to be calibrated to ensure steady potential,
which is impractical for in-situ measurement [98]. The effect of
pH is more pronounced when concentration of OH™ is 10 times
more than the [CI™]. Then, the Ag/AgCl electrode serves like a pH
sensor i.e. sensitive to OH™ [37,60]. Furthermore, the optimal sen-
sitivity, i.e. 59 mV/decade, implies that a potential deviation of 1

mV causes an error of ca. 4% in the determination of concentra-
tion[99]. The chronopotentiometric technique, on the other hand,
has tunable sensitivity and better long-term stability due to its
dynamic nature [58]. In the chronopotentiometric approach, a
long-term stable reference electrode is not required, which makes
it feasible for long-term measurement in concrete. However, the
interference from OH™ at high pH (12.5 < pH < 13.5) still remains
and restricts these measurements in concrete medium [100].

Electrical resistivity and impedance spectroscopy techniques
are indirect techniques to measure potential chloride content,
since they are not selective to chloride ion concentration but deter-
mine electrical properties. Electrical properties can be linked and
interpreted in view of plausible Cl ions concentration. Further-
more, they are significantly influenced by other factors such as
temperature, ionic composition, porosity, and moisture. Although
these techniques are robust, cost effective, and easy to use, the
non-sensitivity to chloride ions restrict their feasibility to directly
measure Cl~ concentration in concrete.

Electromagnetic techniques in general have bulky setups and
poor sensitivity to Cl™. It is difficult to embed the electromagnetic
based sensors in concrete. The optical sensor based on fiber optic
material can be embedded in concrete but due to leaching of dyes
(transducing element), it has poor long-term stability as compared
to the electrochemical techniques [101,102]. Moreover, the devel-
opment of an optical setup is complex and labor intensive. As com-
pared to electrochemical techniques, the fiber optic sensors require
extra protection by insulating the optical fibers from water, high
alkalinity, and mechanical stresses.

In laser-induced breakdown spectroscopy (LIBS) the main issue
lies with the low selectivity for chloride, the peaks of chloride ions
are sometime not visible due to background noises. This is due to
the low chloride content as compared to other elements in con-
crete. As compared to other contactless excitation techniques, LIBS
has better portability and higher practical impact. This is evident
from the number of studies performed using the LIBS technique.
In case of the NMR technique, the biggest issue is the portability
and the labor intensiveness. This also holds for X-ray analysis. Both
of these techniques are highly accurate and are used for modelling
and testing purposes. Unlike X-ray analysis, NMR requires cores
from the structures and generates chloride diffusion profile along

the core. The X-ray technique requires specialized sampling
methodology and sample preparation. These techniques are mostly
used for quality control of casting concrete in laboratory.

The other electromagnetic techniques, which uses an external
excitation, such PGNA, MMV and GPR, generally lack sensitivity
to chloride ions. These measurements are either based on changing
the dielectric constant of the concrete due to chloride or exciting
elements in concrete to detect elements signatures. Although these
techniques are non-invasive, the complexity of the setup, labor
intensiveness, non-selectivity for a specific element and expensive-
ness constraint these approaches in laboratory for detailed analy-
sis. These techniques require a higher number of calibrations in
different concrete conditions to counter the non-selectivity of chlo-
ride ions. These techniques have a potential of non-invasive, non-
destructive and on-field analysis but so far, this is not the case.

Near infrared, millimeter (MMW) and microwaves spec-
troscopy are non-invasive electromagnetic techniques with better
portability and implementation than other electromagnetic tech-
niques. MMW technology is matured and well established, where
high power MMW emitters and sensitive detectors such as a Gunn
oscillator and a Schottky barrier diode, respectively, are easily
accessible. The low sensitivity to chloride ions and ambient inter-
ference limits its feasibility. This method is sensitive to moisture
and ionic composition of the concrete sample. These measure-
ments are valid in controlled conditions with carefully obtained
calibration curves. These techniques are capable of analyzing very
large samples. They are helpful for qualitative analysis of chloride
in concrete and to perform some initial quick investigation of
structures.

4.2. Strategies for in-situ chloride measurement

In the previous section, the electrochemical and the electro-
magnetic techniques were compared and their pros and cons were
briefly discussed. When applying these techniques in real life test-
ing, the application, asset condition, measurement type (qualita-
tive or quantitative) and the cost should be considered. Of
course, it is not sensible to spend more resources on monitoring
than on the maintenance of the structures. Depending on the
requirement and the asset management of the structures, an effi-
cient strategy should be outlined to measure chloride ions with
the existing techniques. The outline of such strategy is given in
Fig. 11.

The monitoring protocols are different for future structures as
compared to existing structures. In case of existing structures,
embedding the sensor by drilling cores and applying new concrete
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Fig. 11. The strategy for measuring chloride ion concentration in concrete using the existing techniques.

paste changes the actual condition of concrete around the sensor.
This results in an erroneous signal, underestimating the Cl~ con-
centration in the existing structure.

In existing structure, the first monitoring step is visual inspec-
tion. In the late propagation stage, when [Cl ] is higher than the crit-
ical concentration, C.4, cracks, and huge corrosion products are
visible on the concrete cover, depicting an acute deterioration. Such
structures require maintenance straight away. In the absence of
visual deterioration, the next step is the qualitative analysis using
near-infrared/micro or millimeter wave spectroscopy. This will give
a rough estimation of the [Cl7]. In general, electromagnetic tech-
niques are expensive and labor intensive. Some techniques such as
NMR, X-ray analysis and LIBS are accurate and more suitable for
detailed investigation. Other techniques such as GPR, millimeter
and microwave spectroscopy are suitable for a quick qualitative
analysis of the chloride penetration in concrete. If there is no chlo-
ride or only low chloride concentrations, then the structure is
healthy and does not require maintenance at this stage.

In the presence of Cl~ in concrete, quantitative analysis is
required to precisely determine the concentration. This can be
done by the potentiometric measurement on the extracted pore
solution (acquired by drilling cores of the sample). Now if the chlo-
ride concentration is below the critical content, the structure is
healthy and has no chloride-based deterioration. If the concentra-
tion is above the critical value, the construction management
should take the decision on the maintenance. In case of new struc-
tures for future construction the electrochemical approach with
multiple sensors; potentiometric, chronopotentiometric and elec-
trical resistivity sensor should be embedded in concrete and the
chloride ion concentration should be monitored continuously to
assess the deterioration due to chloride ions.

5. Conclusions

The presence of chloride ions is a major cause for the corrosion
of steel reinforcement in concrete, resulting in its deterioration.
The chloride ion concentration has been measured both in the lab-
oratory and in the field. In the laboratory, it is measured to develop
ingress models, able to determine the quality of concrete, whereas
in the field, it determines the risk for deterioration of the existing
structures. In field methods, the state of the art techniques are
destructive and required the extraction of the concrete pore solu-
tion. For real time, reliable, and continuous monitoring of the
chloride-based deterioration, a non-destructive measurement
technique is needed. Over the last 20 years, several studies have
been performed for non-destructive in-situ chloride ion measure-
ment. These non-destructive approaches are divided into electro-
chemical and electromagnetic techniques.

For electrochemical techniques, potentiometry and chronopo-
tentiometry, a Ag/AgCl chloride ion selective electrode, has been
used. In potentiometric measurements, which is a zero-current
technique, the open circuit potential of an embedded Ag/AgCl elec-
trode is measured against a reference electrode. The stability of the
reference electrode potential, low sensitivity, interference from
other ions and the errors due to diffusion potential, limit the
long-term use of this approach. Moreover, geometric positioning
and temperature also affect the results. Chronopotentiometry is a
dynamic measurement method not requiring a classical reference
electrode. Similarly to potentiometry, the interference from
hydroxide ions at high pH (pH > 12), limits the use of this tech-
nique in fresh concrete.

The electromagnetic techniques can be characterized into
embedded and non-embedded techniques. In embedded
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techniques, a fiber optical sensor with optical transducer, sensitive
to chloride is embedded in concrete. They are relatively inert to
environmental factors, ion interference and geometric factors. Nev-
ertheless, the lifetime of optical transducers, extra protection of
fibers, and the bulky measurement setup restrict their use for
long-term in-situ measurements. On the other hand, the non-
embedded techniques with an external excitation, such as laser
breakdown and near field spectroscopy, seem ideal due to the com-
plete non-invasiveness and contactless nature. Nevertheless, these
methods lack selectivity, portability, and local chloride ion
measurement.

The assets management and construction industries are still
struggling for a reliable and non-destructive technique to continu-
ously monitor the structural integrity of concrete. Depending on
the specific demands of the measurements, a strategy can be
implemented employing the existing techniques. In this strategy,
decision making on maintenance is based on the measurements
from multiple approaches. Considering the severity and monitor-
ing vs. maintenance costs, one approach or a combination of the
available techniques can be used.
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