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Abstract: Wettability of surfaces remains of paramount importance for understanding various natural
and artificial colloidal and interfacial phenomena at various length and time scales. One of the
problems discussed in this work is the wettability alteration of a three-phase system comprising
high salinity brine as the aqueous phase, Doddington sandstone as porous rock, and decane as the
nonaqueous phase liquid. The study utilizes the technique of in situ contact angle measurements of
the several 2D projections of the identified 3D oil phase droplets from the 3D images of the saturated
sandstone miniature core plugs obtained by X-ray microcomputed tomography (micro-CT). Earlier
works that utilize in situ contact angles measurements were carried out for a single plane. The
saturated rock samples were scanned at initial saturation conditions and after aging for 21 days.
This study at ambient conditions reveals that it is possible to change the initially intermediate
water-wet conditions of the sandstone rock surface to a weakly water wetting state on aging by
alkanes using induced polarization at the interface. The study adds to the understanding of initial
wettability conditions as well as the oil migration process of the paraffinic oil-bearing sandstone
reservoirs. Further, it complements the knowledge of the wettability alteration of the rock surface
due to chemisorption, usually done by nonrepresentative technique of silanization of rock surface in
experimental investigations.

Keywords: in situ porous media; wettability; X-ray microtomography

1. Introduction

The wettability of the rock surfaces is related to the hydrophilicity (or hydrophobicity) of the
aqueous phase in an aqueous/nonaqueous phase liquid/rock three-phase system [1-7]. This is generally
determined by the contact angle between the rock surface and the fluid [2,3,8-10]. The wettability,
by the mechanism of intermolecular forces between fluids and solids, induces capillary forces and
strongly influences the fluid displacements, which is crucial to the oil recovery from the Earth’s
subsurface reservoirs, CO, geosequestration, groundwater remediation, etc. [1,2,7,9,11-16]. In general,
understanding wettability is a key to understand various colloidal and interfacial phenomena in nature
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and technology at various length and time scales [1,2,6,7,17-23]. However, the wettability measurement
technique varies for different scales. For instance, wettability measurements are carried out using the
United States Bureau of Mines (USBM), Amott, and Amott-Harvey methods when cylindrical rock
core plugs are used [1], whereas measurements of contact angle through sessile drop methods gives
leverage on the choice of a range of pressure and temperatures when a rock plate/thin section (rock
representative surface) is used [2,3]. Wettability of a flat and homogeneous solid surface can be given
by Young’s equation based on thermodynamics, while surface heterogeneity and three-phase contact
line dynamics contribute to wetting hysteresis [2,4,6,24]. Both the processes have their pros and cons,
but former methods are mostly used to determine wettability when reservoir scale heterogeneities and
thermodynamics are taken into consideration [1]. Moreover, despite several decades of theoretical and
experimental research, the wetting state characterization of the complex multiphase system remained
unresolved, and several fundamental challenges need greater attention [6,25,26]. For instance,
the application of Young'’s law is controversial for disordered and complex porous geometries due to
multiscale-scale complexities and associated physicochemical properties [6]. Some of the discrepancies
could possibly be resolved due to the recent advancements in characterization techniques.

It is possible now to visualize and measure geometrical features in three dimensions (3D) using
microcomputed tomography (micro-CT) [6,7,17,21,26-31]. An opaque rock sample with porous
space containing various fluids and their interfaces can be visualized using this technique [6,7,21].
Thus, local measurements of geometrical contact angles can be carried out using 3D images, which
often accompanies visual observations, automated algorithms, image segmentation, etc. [32-35].
The greyscale reconstructed 3D image can be segmented into respective phases [21,32-35].
The three-phase contact line (i.e., at the solid—aqueous phase liquid—nonaqueous phase liquid
interface) thus obtained can be used to measure the apparent contact angle, 6, as in Figure 1 [6,32-35].
Therefore, this in situ contact angle gives information on microscopic wettability [6,34,35]. However,
this measurement can be affected by image quality as well as pixelization-related segmentation
errors [6,32-35]. The discrepancies in the measurement can be resolved by high-quality imaging at a
high resolution where voxel size ranges in 2-5 um to each side [36].

2D Plane

Figure 1. Contact angle at three phase contact line.

Further, owing to the complex geometries, surface heterogeneities, and interface dynamics,
the contact angle is amenable to hysteresis, rendering contact line tensions and disjoining/cojoining
pressures in the three-phase region [6]. Attempts have been made to characterize the wetting behavior
of the rock surface by proposing new theories based on topological principles as well as in situ
contact angle measurements on 2D projections of 3D images [6,32-35]. A common problem is their
susceptibility to errors due to quality of image and artifacts associated during data acquisition [6,32-35].
It was proposed that the wetting behavior synergistic effects on phase topology and contact area with
the solid surface should also be taken into consideration as microscopic contact angle alone can provide
an incomplete description of wetting where the contact line is asymmetric [6,37]. Thus, computation
of the macroscopic contact angle was proposed, which in turn was inferred from the interfacial
curvature and area measurements along with a topological measurement using the Gauss—-Bonnet
theorem [6,38,39]. However, again, in both oversmoothing and undersmoothing during the 3D
image segmentation process of a phase (which is not smooth in a real porous media) using various
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algorithms and filters, a wetting/nonwetting phase droplet, in this case, can lead to a high level of error.
Therefore, a very high-resolution x-ray CT scanning of porous rock containing multiphase may be
required, and some filters can be applied initially on the reconstructed image to enhance their quality.
We, therefore, in this work, used several 2D projections to measure the microscopic contact angle
of a nonaqueous phase liquid at a directly visible three-phase contact line. An inhouse developed
miniature core holder for a micro-CT coreflood investigation at ambient conditions was used to acquire
the 3D image of nonaqueous phase liquid saturated Doddington sandstone core [21]. Doped decane
(doped with 1-Bromodecane for distinct CT signature) was used as a nonaqueous phase liquid [21].
It remains unverified how alkanes affect the wettability of a rock surface on aging. Nevertheless,
it was upheld that the distinctive surface behavior and physicochemical properties, which are subject
to chain length, make alkanes a suitable organic phase for wetting and two-dimensional ordering
studies [2,21,40]. In addition, adsorbed alkane molecules can interact directly with the silica surface as
well as adjacent adsorbed molecules [41,42]. Moreover, standard adsorption free energy AG®,q5 of
alkanes (for hexane to decane) on silica surface decrease with the increase in chain length in the range
of —10 to —25 kJ/mol [43,44]. Further, the method of silanization of rock for wettability alteration of its
surface may not be suitable due to its nonrepresentativeness in laboratory investigations [15,45-49].
The possibility of the presence of silanes is rare in the actual hydrocarbon bearing formations due to
their high reactivity [15]. Moreover, for instance, in a paraffinic oil-bearing sandstone reservoir, one
could expect a large fraction of saturated hydrocarbons such as straight chain alkanes.

2. Materials and Methods

2.1. Materials

We used synthetic seawater prepared from sodium chloride (NaCl, >99% mass fraction, Rowe
Scientific, Wangara, WA, Australia), sodium sulfate (Na;SO4, >299% mass fraction, Merck, Macquarie
Park, NSW, Australia), calcium chloride (CaCl,, >99% mass fraction, Rowe Scientific, Wangara, WA,
Australia), and magnesium sulfate (MgSOy4 > 99% mass fraction, Merck, Macquarie Park, NSW,
Australia). Decane (99% mass fraction purity, Merck, Macquarie Park, NSW, Australia) was used as a
nonaqueous phase liquid. We used Doddington sandstone (porosity of 20.7%, brine permeability of
2178 md) to drill a miniature core plug of 5 mm diameter and 15 mm length [21]. Details on Doddington
sandstone is reported in [29]. In addition, 1-Bromodecane (98% mass fraction purity, TCI, Gillman,
SA, Australia) was used as a doping agent with decane to give a distinct CT signature [21]. Aqueous
solution containing Na* (11,494.9 mg/L), Ca®* (601.2 mg/L), Mg?* (36.5 mg/L), Cl~ (18,790.1 mg/L),
and SO, (144.1 mg/L) was prepared using ultrapure water of 17.65 MQ) cm resistivity.

2.2. Method

Synthetic seawater was prepared gravimetrically using an analytical balance (CP224S, Sartorius
AG, Gottingen, Germany) with repeatability of <0.1 mg (standard deviation) and a magnetic stirrer at
400-600 rpm at 20 °C [21]. Miniature core plugs coated with Teflon tape of about 100 mm length were
held firmly under a heat shrink tube for a further coating, with epoxy resin and hardener, for about a
diameter of 15.7 mm [21].

The miniature core plug was saturated with synthetic seawater under vacuum for 24 h to
ensure that air bubbles initially trapped inside the pores did not appear coming out further from the
brine, and in turn, full saturation could be attained [21]. Then, we saturated it by injecting it with
1-Bromodecane doped (35% by volume) decane from a syringe pump (NE-4000, Adelab Scientific,
Thebarton, SA, Australia) at a slow rate for 1 hour when the connate water saturation was reached [21].
We scanned it (using Xradia VersaXRM500, XRadia Inc., Pleasanton, CA, USA) at a resolution of
3.43 um/voxel side, at this stage, for a cylindrical volume of 2 mm X 2 mm to get the image slices for
3D reconstruction. Then, the saturated core plug was left for aging at ambient conditions for three
weeks and was scanned again at the same resolution.
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We systematically carried out image processing in which artifacts were removed and noise was
filtered from stacked images, using Beam hardening corrections algorithm followed by nonlocal means
filters [50] to obtain high-quality images [21]. In addition, 5 droplets of nonaqueous phase liquid were
identified in the porous space to measure the wetting state. Their projections on the XY, XZ, and YZ
planes were used to measure the contact angles (Figure 2).

Figure 2. Orthogonal slices of the saturated rock sample in a processed 3D image from X-ray
microcomputed tomography (micro-CT).

3. Results and Discussion

The contact angles were measured (refer to Figure 3) in all the three projected planes (refer to
Figure 2) for the randomly identified oil phase droplets. This was done to avoid the bias of the in situ
contact angle measurements in a single plane, which are generally measured in the plane perpendicular
to the direction of displacing fluid flow, as seen in the works of Kishvand et al. (2016) and Kuang et al.
(2020) [33-35,51,52]. This procedure, which is manual, tried to ensure that the topological principles
could be preserved as suggested by Sun et al. (2020) [6,53] (which is also subject to oversmoothing
using several filters). The error of measurements due to pixelization-related errors cannot be avoided
in any of the procedures but can be limited by repeat measurements for each visible three-phase contact
line, and we tried to keep the absolute error within 3°, which is insignificant for such measurements.
The following subsections discuss the results obtained at initial and final conditions.

3.1. Initial Condition

Table 1 presents in situ contact angle data of the aqueous phase along the visible three-phase
contact line in XY, XZ, and YZ planes at initial condition. From this table, it can be observed that the
corresponding average aqueous phase contact angles for nonaqueous phase liquid droplet 1, droplet 2,
droplet 3, droplet 4, and droplet 5 are 89.18°, 79.25°, 82.85°, 84.64°, and 58.6°, respectively. Thus, these
contact angle values strongly indicate that the surface of the rock pores are intermediate water-wet or
mixed wet [2], whereas an occasional weak water (or strong oil) wetting state can also be observed
as seen for the average aqueous phase contact angle of droplet 5. Thus, it can be inferred that this
three-phase system is predominantly intermediate water-wet or mixed wet at initial conditions.
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Figure 3. Exemplary in situ contact angles on XY plane for droplet 1. (a) Processed image. (b) Segmented

image: grains (white); alkane (grey); brine (black).

Table 1. In situ contact angle data of the aqueous phase along the visible three-phase contact line in XY,
XZ, and YZ planes at initial condition.

XY XZ YZ
83.78° 86.54° 92.41°
105.16° 87.58°

Droplet 1 86.15° 91.55°
80.24°
81.11° 89.16° 68.74°
Droplet 2 87.61° 59.08° 89.8°
Droplet 3 86.15° 92.15° 70.26°
91.26° 61.84° 102.76°
Droplet 4 80.85° 105.14°
48.14° 102.48°
Droplet 5 55.28° 55.3° 65.22°

3.2. Final Condition after Aging

Table 2 presents the in situ contact angle data of the aqueous phase along the visible three-phase
contact line in XY, XZ, and YZ planes after aging for 21 days. The same droplets were identified to
measure the contact angles. The corresponding average aqueous phase contact angles for nonaqueous
phase liquid droplet 1, droplet 2, droplet 3, droplet 4, and droplet 5 are 92.73°, 69.36°, 73.56°,
68.72°, and 59.86°, respectively. These results show that the wetting conditions are now changed to
predominantly weakly water-wet [2] on aging.

Thus, we observe that the wettability alteration is not drastic, but it indicates that the affinity of
the sandstone pore surface for the decane phase increased during the aging time, even at ambient
conditions. A previous study shows that the water-wet condition (~27°) for pure decane on a quartz
substrate at ambient conditions changes to a less water-wet state with the increase of temperature [54].
The same observations were also reported for higher molecular weight alkanes [54]. However, higher
alkanes wetted the quartz surface more than the lower alkanes [54]. Thus, it is expected that in a real
system (e.g., this study), the wettability of the sandstone surface will be more oil-wet by alkanes if the
temperature is raised as well as with the increase in the chain length.

Further, from previous studies, on polished silica surfaces, it was shown that the interface formed
between nonpolar alkane solvents and hydrophilic silica interfaces is polar [41]. In our previous study
using quartz plates [2], we postulated that this wettability alteration towards further oil wetting might
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be due to induced polarity at the interface [2]. The present study, which is at the real rock surface,
also strengthens our earlier hypothesis. The study is complementary to some works that advocate
the technique of silanization for instantly turning the rock surface to oil wetting initial conditions for
further studies, which is mostly based on the chemisorption of the oil phase accompanied by energy
minimization at the rock surface depending on the conditions of temperature and pressures [15,45-49].

Table 2. In situ contact angle data of the aqueous phase along the visible three-phase contact line in XY,
XZ, and YZ planes after aging.

XY XZ YZ

108.43° 102.21° 128.68°

Droplet 1 123.34° 54.61° 90.97°
47.13° 86.47°

85.88° 74.04° 58.04°

Droplet 2 94.28° 34.59° 67.4°

69.44° 71.2°

Droplet 3 73.78° 106.29° 40.6°
Droplet 4 72.6° 72.68°
40.97° 88.64°

51.58° 37.09°

Droplet 5 65.33°
85.43°

4. Conclusions

The present study utilized the technique on 2D projections of oil droplets from 3D micro-CT images
of decane and brine-saturated Doddington sandstone core plugs for in situ contact angle measurements
along the three-phase contact lines of randomly identified oil phase droplets. The contact angle
measurement on the projected XY, XZ, and YZ planes for 5 droplets reveals that the predominantly
initial intermediate water-wet (or mixed wet) conditions changed to predominantly weakly water-wet
conditions of the sandstone miniature core plugs on aging for 21 days at ambient conditions. It is
expected that this change for a real porous media can be drastic when the aging temperature and
pressure are raised, or if higher molecular weight alkanes are chosen. This work further strengthens
our hypothesis that the wettability alteration may not always be due to chemisorption, but induced
polarity for a polar substrate and nonpolar oil phase such as alkanes can also play a significant role.
The study also aids in the understanding of the initial wetting condition of paraffinic oil-bearing
sandstone reservoirs and well as the oil migration process. The investigation further complements
those studies that advocate the silanization of the rock surface for the desired wettability change
towards oil wetting state for carrying out enhanced oil recovery (EOR) and CO, geosequestration
studies (but not limited to them).
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