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Featured Application: Fiber optic distributed strain sensing has high potential to interpret uplift or
subsidence of ground surface due to pressure change in subsurface at CO2 storage and oil/gas fields.

Abstract: In this study distributed optic fiber has been used to measure both the Rayleigh and
Brillouin frequency shift of two different sandstone core samples under controlled hydrostatic
confining and pore pressure in the laboratory. The Berea sandstone core is relatively homogeneous,
whereas the Tako sandstone core is visibly heterogeneous with a coarse-grain and a fine-grain region.
Rayleigh frequency has been found to have a superior performance over Brillouin frequency in
terms of better consistency (less scattering) in the tests carried out. The strain gauge readings reveal
considerable anisotropy in the stiffness of the Berea core between perpendicular (vertical) and parallel
to the bedding (hoop) directions. The strains converted from Rayleigh frequency shift measurements
agree reasonably well with readings by one of the four hoop strain gauge channels under increasing
confining/pore pressure. For the Tako sandstone core, the contrast in the grain-size, and thus rock
elastic properties, is clearly reflected in the hoop strain measurement by both strain gauges and
distributed optic fiber. The outcomes of the test have demonstrated successfully the use of a single
optic fiber for measuring rock strain response at different regions of a heterogeneous core sample
along a continuous trajectory.

Keywords: brillouin scattering; rayleigh scattering; frequency shift; optic fiber; distributed strain
measurement; sandstone

1. Introduction

Interferometric Synthetic Aperture Radar (InSAR) is a geodetic technique that can identify
subsidence and uplift induced by anthropogenic activities such as subsurface fluid extraction,
or injection into reservoir formations. This technique has been widely used at CO2 injection sites
since the first application at the In Salah CO2 storage project in central Algeria [1–3]. CO2 injection
may cause pressure buildup, depending reservoir property such as porosity and permeability, or CO2

injection rate and volume. Uplift is caused by the migration to the ground surface of the expansion
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of the target formation due to pressure buildup. From a geomechanical point of view, challenges
remain in relating uplift at ground surface to pressure buildup in deep formation. We propose the
distributed optical fiber sensing technology to monitor the deformation profile along the wellbore
during CO2 injection.

Fiber optics sensing (FOS) systems consist of a laser, optical fiber, sensing element, and detector.
Optical fiber is composed of three parts: a core generally made of glass, cladding, and coating. It can
be used as a sensor if properties of propagating light wave, such as intensity, phase, polarization,
and frequency, are appropriately modulated to the environment parameter of interest. Light from
a laser is sent through an optical fiber, which acts as an optical waveguide. The modulated light
wave then travels back to the detector. FOS systems used as sensors have such advantages as being
passive, immune to electromagnetic interference, working well in harsh environment, resistant to high
temperature, and easily embedded or attached due to its small size.

A variety of sensing technologies has been developed over the years, including distributed sensors
which are capable of measuring strain and/or temperature changes along the entire fiber based on
Rayleigh, Raman, and Brillouin backscattering techniques [4–10]. The Raman scattering is widely
used in Distributed Temperature Sensing (DTS) application. On the other hand, the Brillouin and
Rayleigh backscattering phenomena are sensitive to both temperature and strain. Brillouin scattered
light is generated by acoustic vibration of glass molecules. When light enters the optical fiber, a weak
acoustic lattice vibration (acoustic phonon) is generated due to the thermal oscillation of the material
silicon dioxide. The interaction between this acoustic lattice vibration (acoustic phonon) and incident
light produces backscattering of the light, which is down-shifted in frequency due to the Doppler
effect. The resulting frequency shift is proportional to changes in local temperature and strain at a
measurement point of the optical fiber. Here a measurement point refers to the place where backscattered
light is generated.

The Brillouin scattering can be spontaneous or stimulated. The former is referred to as Brillouin
time domain reflectometry (BOTDR), while the latter as Brillouin time domain analysis (BOTDA).
Figure 1 presents a typical scheme of BOTDA system. In comparison to BOTDR systems, BOTDA
systems in general have higher spatial resolutions and better accuracy. However, they require
double-end access (closed fiber loop) because the light is injected from both ends, as opposed to
BOTDR systems where light is injected from one end only. The standard implementations of BOTDR
and BOTDA are limited to the 1-m spatial resolution. The technologies of the pulse-pre-pump
(PPP) BOTDA [11] and Synthetic-BOTDR [12] have reduced the spatial resolutions to 2 cm and
10 cm, respectively.
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Figure 1. Brillouin time domain analysis (BOTDA) sensing scheme.

Rayleigh scattered light is generated due to fluctuation in the refractive index of the glass material
(random change in glass density) when light is incident on the optical fiber. The scattered light
itself does not involve a frequency change. The time change of the Rayleigh scattered light intensity
obtained at the incident end by sending the coherent laser light pulse is a waveform (referred to as a
time-intensity waveform) in which the interference effect between the scattered lights is conspicuous.
Rayleigh scattered light changes its time-intensity waveform as the environment (strain or temperature)
around the optical fiber changes. The resulting shift in the frequency of the incident light, which reflects
the magnitude of the environmental change, may be determined by recovering the same time-intensity
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waveform prior to the environmental change. Meanwhile, the location at which the scattered light
is generated can be found from the arrival time of the scattered wave. In this way, the magnitude of
environmental change at any location may be evaluated.

The optical frequency domain reflectometry (OFDR) is the first attempt to utilize the principle
of Rayleigh backscattering in optical fibers for strain measurement [6]. The time-domain approach
proposed by Koyamada [13] has the important advantages of long distance and high accuracy. Table 1
summarizes and compares the key parameters of Brillouin and Rayleigh-based sensing technologies.
It is noted that Rayleigh-based sensing has a much higher resolution than Brillouin-based sensing does.

Table 1. Comparison of Brillouin and Rayleigh.

Brillouin-Based Sensing Rayleigh-Based Sensing

BOTDA
PPP-BOTDA

BOTDR
S-BOTDR TW-COTDR

Double end Single Single

Minimum spatial resolution 2 cm 10 cm 2 cm

Resolution 5 µε/0.5 ◦C 5 µε/0.5 ◦C 0.5 µε/0.05 ◦C

Measurement time 5 s@2000 µε 40 s@10,000 µε 60 s/2000 µε

Maximum measurement distance 20 km@1 m 20 km@1 m 20 km@20 cm

Rayleigh and Brillouin backscattering techniques have been successfully applied in measuring
metallic plate strains [14]. In this study, they are applied to measure frequency shift along the
interval of a single optical fiber which is attached to and circles around the peripheral of two
different sandstone cylindrical core samples under controlled confining/pore pressure conditions
in the laboratory. The frequency shift measurements are then converted to strains using conversion
coefficients. The strains thus obtained are compared with those measured by strain gauges attached to
the same core samples.

2. Experimental Set Up and Test Procedure

2.1. Experimental Setup

One Berea and one Tako sandstone core samples, both measuring 100 mm in length and 50 mm in
diameter, are used for strain measurement. The Berea cylindrical sample is cored perpendicular to
the bedding plane. Unlike the Berea core sample which is relatively homogeneous, the Tako sample
is composed of a lower coarse-grained layer and an upper fine-grained layer (see Figure S1 in the
Supplement). After drying the sample, an optical fiber (single-mode optical fiber element) is attached
to peripheral of the sample (using Araldite and curing for 3 h). In addition, four cross-type strain
gauges, each with two 1 cm long arms, are also attached to the sample (using Araldite and curing for
12 h), with one of the arms (channels) aligned along the length of the optical fiber. The instrumented
sample is coated with silicone rubber to prevent oil in the high-pressure vessel penetrating into the
sample during the experiment (see Figure S1 in the Supplement).

Figure 2 presents a schematic showing the position of the four strain gauges attached to the two
samples, and in relation to the optic fiber. Each strain gauge has two arms (channels). Channels 1, 3, 5
and 7 (Ch1, Ch3, Ch5 and Ch7) are aligned with the direction of optic fiber, while channels 2, 4, 6 and 8
(Ch2, Ch4, Ch6 and Ch8) are orientated in the near-vertical direction. Also shown are the position of
the selected points, 11 for the Berea sample and 14 for the Tako sample, where the frequency shifts are
monitored at each confining/pore pressure step. Among the 14 monitoring points for the Tako sample,
points 1 to 7 are located in the lower coarse grain region, with the rest (points 8 to 14) in the upper fine
grain region. Similarly, the four strain gauges are also split into two groups: Ch 1 to Ch4 in the coarse
grain portion, and Ch5 to Ch8 are in the fine grain portion.
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Figure 2. A schematic showing the position of the four strain gauges in relation to the optic fiber
(blue line): (a) Berea sandstone core; (b) Tako sandstone core. Also shown is the position of the selected
points where the frequency shifts are monitored.

Figure 3 shows a schematic diagram of the experimental setup, which features a high-pressure
vessel where the instrumented sandstone sample is placed. In addition to being attached to the rock
sample (sensor region A), free-standing optic fiber sensors are also employed, inside (sensor region
B) as well as outside (sensor region C) the vessel to provide two different baseline readings. All the
sensors are enclosed in a container where a constant temperature is maintained. The strain gauges are
connected to a data logger, and the strain measurements are recorded on the computer via RS-232C
interface. The optical fiber with sub-centimeter bending radius was attached to the measurement
sample and then it was connected to the optical interrogator NBX-7020. The frequency shifts measured
by NBX-7020 are recorded on another computer.
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2.2. Experimental Procedure

The static strain measurements are carried out in two consecutive stages, (1) the confining
pressure (oil pressure in the high-pressure vessel) is increased incrementally from 0.5 to 12 MPa.
(2) the pore pressure is increased incrementally from 0 to 10 MPa by injection of pure water into the
sample. Two syringe pumps are employed for applying the confining pressure and water injection
respectively. The temperature of the fluid in the two syringe pumps is controlled at 40 ◦C. by a
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circulator. The high-pressure vessel is covered with a heating rubber heater and maintained at 40 ◦C
The syringe pump for water injection is connected to the bottom end of the sample.

The experimental procedure at each stage is as follows.

1. Measurements while increasing confining (oil) pressure

• After placing the sandstone sample into the high-pressure vessel, the system is vacuumed to
remove residual air from the sample and the pure water injection line.

• Increase the oil pressure inside the high-pressure vessel to 0.5 MPa and monitor the strain
readings until they stabilize (no change for 30 minutes). Then set the strain readings to zero
(initialization).

• Perform Brillouin and Rayleigh frequency shift measurement respectively.
• Increase the oil pressure to 2 MPa, then incrementally up by 2 MPa to 12 MPa. After stabilization

at each step, perform the frequency shift measurement respectively.

2. Measurements while increasing pore pressure

• The oil pressure in the high-pressure vessel is maintained at 12 MPa.
• Set the flow rate of pure water syringe pump to 0.05 mL/min and a target pressure of

0.5 MPa, then put it in run state and open the water valve. When the water injection pressure
is stabilized at 0.5 MPa, the strain readings are initialized (set to zero), and Brillouin and
Rayleigh frequency shift measurements are performed respectively.

• Increase the water injection pressure to 2 MPa, then incrementally up by 2 MPa to 10 MPa
at injection rate of is 0.05 mL/min. At each pore pressure step, take strain readings and
perform Brillouin and Rayleigh frequency shift measurements when the injection pressure
is stabilized.

3. Strain Gauges and Distributed Optic Fiber Strain Measurements

In this section laboratory strain measurements on the Berea and Tako cores using both strain
gauges and optic fiber are presented.

3.1. Berea Sandstone—Increasing Confining Pressure

3.1.1. Strain Gauge Readings

Out of the eight channels mounted on the sample, four appeared to be damaged during the test.
Figure 4 presents the strain readings (negative for compressive strain) from the four working channels
(the others are damaged/malfunctioned during the test) with increasing confinement, including two
(Ch5 and Ch7) aligned with the optic fiber direction (measuring predominantly the hoop strain) and
two (Ch2 and Ch8) in the near-vertical strain. It is noted that the vertical strains (Ch2 and Ch8) are
markedly greater than the hoop strains (Ch5 and Ch7). For example, the hoop strain measured by
gauge Ch8 reaches ~1100 µε, compared to ~650 µε by Ch7, when the confining pressure is increased
to 12 MPa. Moreover, there is also notable discrepancy between the channels orientated in the same
direction. It is further observed that the strain readings increased with the confining pressure in a
bi-linear manner, indicating a change (increase) in the sandstone bulk modulus when the confining
pressure is increased beyond 6–8 MPa.
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Figure 4. Berea core strain gauge measurements showing considerable differences between the vertical
and hoop strains and a bi-linear increase in the strains with increasing confining pressure.

3.1.2. Optic Fiber Measurement—Rayleigh Frequency Shift

Figure 5a presents the Rayleigh frequency shift measurements encompassing the three sensor
regions with increasing confining pressure. The horizontal axis represents the distance along the
optical fiber from the end of the pump light. A close-up over the sensor region A (rock sample) is
presented in Figure 5b. The Rayleigh frequency shift is seen to increase (indicating compressive strain)
with increasing confining pressure.

It is noted that the measured increase in the frequency shift is not uniform over the length interval
attached to the core sample. Instead, from the monitoring points 1 to 11 within the length interval
18.89–19.30 m, a down-then-up trend may be identified as the optic fiber goes around the core sample
peripheral in spiral; and this spatial trend becomes increasingly pronounced at higher confining
pressure. The difference between the highest and lowest measured frequency shift between points
1 and 11 when the confining pressure is increased to 12 MPa is approximately 15 GHz, which is about
15% of the mean value (~100 GHz).

Figure 6 presents the mean value of frequency shifts measured at the 11 monitoring points
(which are plotted separately in Figure S2) as the confining pressure is increased from 0.5 MPa to
12 MPa, and their mean value at each pressure step compared with the baseline value (sensor region
B). It is seen that the frequency shift for the free-standing optic fiber in the pressure vessel is only a
small fraction (<10%) of that measured from the rock, while there is practically no response from the
free-standing optic fiber outside the pressure vessel (sensor region C in Figure 5a).
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Figure 6. The mean value of Rayleigh frequency shift measurements at the 11 censoring points with
increasing confining pressure, in comparison with the baseline value (sensor region B), for Berea core.

3.1.3. Optic Fiber Measurement—Brillouin Frequency Shift

Figure 7 presents the corresponding Brillouin frequency measurements over at the sandstone
core (sensor region A). In contrast to the Rayleigh frequency, the Brillouin frequency is reduced
(from ~10.9 GHz) with increasing confining pressure. Furthermore, the measured Brillouin frequency
displays low-magnitude spatial fluctuations which are absent from the Rayleigh frequency measurement.
Figure 8 presents the frequency shifts measured at the 11 monitoring points (which are plotted separately
in Figure S3) as the confining pressure is increased from 0.5 MPa to 12 MPa, and their mean value at
each pressure step compared with the baseline value (sensor region B). As with the Brillouin frequency
shift, the mean frequency shift value also increases in a bi-linear manner (though the transition occurs at
a higher confining pressure of 8 MPa) with increasing confining pressure. The frequency shift for the
free-standing optic fiber in the pressure vessel is about 1/6th of that measured from the rock.

3.2. Berea—Increasing Pore Pressure

3.2.1. Strain Gauge Readings

Figure 9 presents the strain gauge readings for the four working channels when the pore pressure
is increased to 10 MPa. As with pore pressure increase above, the vertical strains (Ch2 and Ch8) are
markedly greater than the hoop strains (Ch5 and Ch7). For example, the hoop strain measured by
gauge Ch8 reaches ~760 µε, compared to ~470 µε by Ch7, when the pore pressure is increased to
10 MPa. Discrepancy between the channels orientated in the same direction is also noted. It is further
observed that the strain readings increased positively (less compressive) with the pore pressure in a
largely piecewise manner, indicating successive changes (reduction) in the sandstone bulk modulus
when the pore pressure is increased beyond 4–6 MPa.
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increasing confining pressure; in comparison with the baseline value (sensor region B) for Berea core.
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Figure 9. Berea core strain gauge measurements showing considerable variations between the vertical
and hoop strains and a largely piecewise increase in the strains with increasing pore pressure.

3.2.2. Optic Fiber Measurement

Unlike previously, with confining pressure (Figure 6b), the measured frequency is more or less
uniform over the length interval between 18.89 and 19.30 m (see Figure S4). Figure 10 presents the
mean of the frequency shift measured at the 11 monitoring points as the pore pressure is increased from
0.5 MPa to 10 MPa. Note that that mean frequency shift value increases also in a piece-wise manner
when the pore pressure exceeds 6 MPa. In comparison, no change is recorded by the free-standing
optic fiber inside the pressure vessel, which is to be expected.

In contrast to the Rayleigh shift data, considerable scattering in the Brillouin frequency shift
measurements is observed (see Figure S5).
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Figure 10. Berea core Rayleigh frequency shift measurements in comparison with the baseline values
(sensor region B).
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3.3. Tako Core

Strain readings for the two stages are presented in Section 3.2.1. Unlike for the Berea core, only the
Rayleigh frequency measurement is presented here, as it seems to give superior performance in terms
of consistency (less spatial scattering) than the Brillouin frequency shift.

3.3.1. Strain Gauge Readings

For the Tako core the four strain gauges (eight strain channels) are located at two distinctive
regions with different grain sizes (Figure 2b). Strain readings from six channels, i.e. Ch3, Ch5 and
Ch7 along the optic fiber (hoop direction), and Ch4, Ch6 and Ch8 in vertical direction are obtained.
Figures 11 and 12 present the strain reading for the two stages respectively. As shown in Figure 11a,
consistent readings are given by the three vertical strain channels at stage, regardless of their location
(in coarse- or fine-grain region). Furthermore, the strains increase almost linearly with increasing
confining pressure. Among the three hoop strain channels, Ch3 in the coarse-grain (I) region gives
the largest strain, and Ch7 in the fine -grain (II) the lowest (Figure 11b). Unlike for the Berea core, the
vertical strains are broadly comparable with the hoop strains (Ch3 and Ch5 in Figure 11b). On the
other hand, the vertical strains at stage 2 are notably greater than the hoop strains in Figure 12.
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Figure 11. Tako core strain gauge readings at stage 1: (a) vertical strains; (b) hoop strains (with the
dashed line representing the vertical strains). I—coarse-grain region; II—fine-grain region.
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Figure 12. Tako core strain gauge readings at stage 2 showing the vertical strains being notably higher
than the hoop strains. I—coarse-grain region; II—fine-grain region.

3.3.2. Optic Fiber—Rayleigh Frequency Shift

Figure 13a presents the measured Rayleigh frequency shift at the Tako core with increasing
confining pressure, displaying contrast trend along the optic fiber as it travels from the coarse
(a–c) to fine-grain (c–d) region of the core, with greater variations in the coarse-grain than in the
fine-grain region.
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Figure 13b presents the Rayleigh frequency shift measurement with increasing pore pressure,
showing the frequency shift reaching a peak at point b and a trough at point d. As with the Berea core,
a comparatively more uniform response arising from increasing pore pressure than confining pressure
is also observed here.
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3.4. Distributed Fibre Optic Sensor vs. Strain Gauge

Conversion from Rayleigh and Brillouin frequency shift measurements to strain along the optic
fiber have been studied [15,16]. The conversion coefficient has been found to be −6.452 µε/GHz
(−0.155 GHz/µε) and 19.72 µε/MHz (0.0507 µε/MHz) for Rayleigh and Brillouin frequency
respectively. Kogure et al. [14] argued that the induced radial strain needs also be considered in
the conversion when hydrostatic pressure is applied during the measurement. Based upon the strain
measurements carried out on several metals (with higher stiffness than the optic fiber, which is mainly
Quartz), they proposed a formula which contains both the radial and longitude strains. In this study,
it is noted that the baseline frequency shift values (sensor B) are much smaller than the corresponding
rock-based measurements, especially for Rayleigh frequency shift, reflecting that the Berea/Tako
sandstone is significantly less stiff than Quartz. It is, therefore, decided to use the simple coefficients
for conversion calculation.

3.4.1. Berea Core

The converted strains from the Rayleigh/Brillouin frequency shift measurement are compared
with the strain gauge readings from the two channels (Ch5 and Ch7) that are aligned with the optic
fiber in Figure 14. In the figure, Rayleigh/Brillouin_4_8 refers to the mean value for monitoring points
4 and 8, which are closest to the strain Ch5 (Figure 2a). Similarly, Rayleigh/Brillouin_6_10 refers
to the mean value for monitoring points 6 and 10, which are closest to the strain Ch7 (Figure 2b).
It can be seen in Figure 14a that Rayleigh_6_10 agrees well with the strain reading by Ch7, whereas
Rayleigh_4_8 starts to deviate from the strain reading by Ch5 as the confining pressure is increased
above 4 MPa. The premature levelling-off of the strain by Ch5, as compared with Ch7, suggests that it
has most likely suffered malfunction at higher confining pressures. In Figure 14b, the converted strains
from Brillouin frequency shift are also much closer to the strain reading by Ch7, though the agreement
is not as good compared with that for Rayleigh frequency shift.

Similarly, in Figure 15, the converted strains from Rayleigh frequency shift are in good agreement
with the Ch7 strain reading with increasing pore pressure.
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Figure 14. Frequency shift to strain conversions for Berea core vs. strain gauge measurements with
increasing confining pressure. On a whole, the converted strains from both Rayleigh frequency shift (a)
and Brillouin frequency shift (b) agree reasonably well with the strain gauge readings from Ch7.
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Figure 15. Rayleigh frequency shift-to strain conversions for Berea core vs. strain gauge measurements
with increasing pore pressure. The converted strains agree reasonably well with the strain gauge
readings from Ch7.

3.4.2. Tako Core

Recall in Figure 13a, the strains at points a and c represent the upper and lower bounds for the
coarse-grain region (I), while those at points c and d approximately for the fine-grain region (II) at
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stage 1. Figure 16a presents the converted strains at the four points, compared with the hoop strain
gauge readings. It can be seen that the three hoop strains generally fall within the overall converted
strain range (between points a and d). Moreover, with the exception of Ch5, Ch3 (coarse-grain
region) and Ch7 (fine-grain region) generally lie within their respective regions defined by the optic
fiber measurement.

Similarly, in Figure 13b, the strains at points b and c represent the upper and lower bounds for the
coarse-size region, while those at points c and d for the fine-size region at stage 2. Figure 16b presents
the converted strains at the three points, compared with the hoop strain gauge readings. It can be seen
that the three hoop strains only partially fall into the overall converted strain range (between b and d).
Specifically, only Ch3 (coarse-grain region) lies within the overall range, but in the fine-grain instead of
the coarse-grain region, with Ch5 and Ch7 lying somewhat below the converted strain range. To give
an indication of where does the optic fiber strain measurement lie relative to the strain gauge readings,
the vertical strain measured by Ch4 (which is greater than the hoop strains as shown in Figure 12 in the
coarse-region is also plotted in Figure 16b for comparison. It can be seen that the optic fiber measured
strains lie between the hoop and vertical strains by the strain gauges.
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4. Concluding Remarks

In this study distributed optic fiber has been used to measure both Rayleigh and Brillouin
frequency shift of two different sandstone core samples under increasing confining/pore pressure.
Rayleigh frequency has been found to have a superior performance over Brillouin frequency in terms
of better consistency (less scattering) in the tests carried out.

The strain gauge readings reveal considerable anisotropy in the stiffness of the Berea core between
perpendicular (vertical) and parallel to the bedding (hoop) directions. The strains converted from
Rayleigh frequency shift measurements agree reasonably well with readings by one of the four hoop
strain gauge channels (Ch7) (the other three are damaged/malfunctioned during the test) under
increasing confining/pore pressure. This has provided confidence that Rayleigh frequency shift is
capable of measuring relatively homogeneous Berea sandstone strain with conventional strain gauge
accuracy. Brillouin frequency measurement at stage 1, although being somewhat less accurate than
Rayleigh frequency (using simple conversion coefficient), has further confirmed accuracy of the strain
measurement by fiber optic (Rayleigh frequency) and the strain gauge.

In contrast to the Berea core, the Tako sandstone core is visibly heterogeneous with a coarse-grain
and a fine-grain region. This contrast in the grain-size, and thus rock elastic properties, is clearly
reflected in the hoop strain measurement by both strain gauges and distributed optic fiber. Interestingly,
there appears to be much less variations in the vertical strain between the two regions, especially
at stage 1. The outcomes of the test have demonstrated successfully the use of a single optic fiber
for measuring rock strain response at different regions of a heterogeneous core sample along a
continuous trajectory.

We successfully demonstrated the usefulness of distributed fiber optic sensing from our laboratory
measurements. Strains measured by optic fiber with the heterogeneous sandstone suggest that optic
fiber responded well to different lithology under pressure conditions. By deploying optic fiber cables
behind well casing we can observe that which depth and how much deformation of formation and
well casing formed in subsurface. The contiguous deformation data in depth provide important insight
on tracking the uplifting ground movements at the CO2 injection operations.

Supplementary Materials: The following are available online at http://www.mdpi.com/2076-3417/8/11/2103/
s1.
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