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Abstract Gas dissolution reduces the release of methane to the atmosphere from subsea sources. Being
able to predict and assess the methane flux to the atmosphere requires knowledge on gas dissolution and
mass transfer. This can be obtained by studying the size evolution of bubbles rising in water. New data of
bubble size evolution have been obtained by releasing, tracking, and filming methane bubbles with an ROV
in the Trondheimsfjord from depths varying between 100 and 300 m. Released bubbles had an initial
diameter between 5 and 7 mm and were tracked until they reached a diameter of roughly 2 mm. The new
data were compared against theory, applying established correlations for the mass transfer coefficient. There
was an inconsistency between experiment and theory. Thus, new correlations for the mass transfer are
proposed. The new correlations are consistent with both the new experiments and previously published
experiments. They indicate that the conditions in the ocean can be labeled as partly contaminated with
respect to mass transfer.

Plain Language Summary Methane bubbles released from the ocean can reach the atmosphere
and affect the methane concentration in the atmosphere. Methane is a potent greenhouse gas and highly
combustible. How much gas enters the atmosphere depends on how much gas is dissolved in the ocean. The
shrinking of bubbles and the development of bubble size are signatures of the gas dissolution. There is a lack
of knowledge on methane dissolution in seawater. An experiment outside Trondheim, Norway, has been
conducted where an ROV released methane bubbles and recorded images of the bubbles as they rose
upward. These images have been analyzed to shed light on gas dissolution.

1. Introduction

When methane is released at the seabed, it travels toward the ocean surface as bubbles where it escapes into
the atmosphere unless it is completely dissolved in the ocean. Methane in the atmosphere can have a nega-
tive impact on climate and environment since it is a potent greenhouse gas (IPCC, 2013). With increasing sea
temperatures there is a growing concern that melting of hydrates below the seabed will increase and release
more methane through the seabed (Ruppel & Kessler, 2017). Methane can also be released from gas blow-
outs which typically cause significantly higher gas concentrations than natural seeps, however over a much
shorter time span. The concentration might be sufficient to cause a fire and/or explosion that poses a risk to
humans and assets (Olsen & Skjetne, 2016a). Being able to estimate how much gas that escapes into the
atmosphere is thus an important input to any risk assessment and impact study. The estimate needs to
account for gas dissolution. Gas dissolution from bubbles depends on the mass transfer mechanism, which
has been widely studied in freshwater and chemical reactors, but only to a limited degree for bubbles in the
ocean (Leifer & Patro, 2002; McGinnis et al., 2006; Rehder et al., 2002, 2009). In this article we try to extend
the knowledge on mass transfer between bubbles and seawater.

Gas dissolution and mass transfer is driven by the difference between gas solubility and background gas con-
centration. It is also proportional to the surface area of the bubbles and the mass transfer coefficient. The
mass transfer coefficient represents a species transfer velocity accounting for the diffusive transport mechan-
ism across the interface at which the mass transfer occurs. The coefficient depends among others upon the
concentration of surfactants in the ocean. Surfactants tend to immobilize the bubble surface which reduces
mass transfer. The effect of surfactants on bubbles has been studied extensively. A substantial summary of
this work is provided by Leifer and Patro (2002). Mathematical expressions for the mass transfer coefficient
are typically classified as expressions for contaminated, partly contaminated, or clean conditions. Partly
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contaminated is a contamination regime where a transitions from contaminated to clean behavior on the
drag or mass transfer is observed as the bubble size increases.

Several studies in freshwater have been conducted where the level of contamination has been varied.
Takemura and Yabe (1999) performed experiments with CO, bubbles rising in a lab-scale bubble column
with both clean and contaminated water. Alves et al. (2005) studied bubbles in a downward flowing water
column where they maintained a fixed position of air bubbles for observations with various contamination.
Recently, Aoki et al. (2015) measured the development of bubble size in a vertical pipe with controlled con-
centrations of surfactants. All of these studies (and others) document that the concentration of surfactants
affects mass transfer. Numerous types of surfactants exist in the ocean. They are mainly the products of bio-
logical processes involving phytoplankton (Sabbaghzadeh et al., 2017) and include substances such as poly-
saccharides and lipids (Leifer & Patro, 2002). Thus, the amount of surfactants in the ocean varies with
location, depth, and season (Pakulski & Brenner, 1994) as does the concentration of phytoplankton.
Typically, surfactant concentration decreases with depth. However, even small concentrations of surfactants
at great depths can be enough for the water to behave as contaminated with respect to mass transfer.

Very few observations and experiments on mass transfer exist which have been conducted in true seawater.
The most relevant experiment is the experiment performed by Rehder et al. (2002), which tracked and
photographed bubbles released in the ocean outside Monterey with an ROV. Methane bubbles were released
between 440 and 840 m of depth. This experiment was later repeated at depths down to 1,500 m (Rehder
et al., 2009). Recently, Olsen et al. (2017) performed experiments in a downward flowing column with
seawater pumped in to the lab from a depth of 70 m. There are other experiments/observations below the
hydrate stability limit (e.g., Rehder et al., 2009; Wang et al., 2016). In these data there are the combined
complexity of hydrates and the issue of choice of mass transfer coefficient, but some good observations
can be extracted. Also, studies with artificial seawater have been undertaken (Laqua et al., 2016).
Artificial seawater will have the correct salinity, but it might be questionable with respect to realistic
representation of surfactants.

When replicating the observations of Rehder et al. (2002), a mass transfer coefficient for partly contaminated
conditions was applied (McGinnis et al., 2006; Zheng & Yapa, 2002). Due to this, a mass transfer correlation
for partly contaminated conditions is widely used in models for bubble plumes in the ocean. The more recent
observations made by Olsen et al. (2017) support the use of correlations for contaminated conditions, not
partly contaminated. The main differences between these experiments are the geographical location and
depth of the seawater and the bubble size. The bubbles studied by Rehder et al. (2002) were larger than
4 mm, while the bubbles studied by Olsen et al. (2017) were smaller than 1 mm. The experiment of Olsen
et al. (2017) was also conducted in the lab. Even if seawater was taken from the ocean, it can always be
argued that in order to study true conditions, measurements should be performed in the sea. Thus, a field
experiment was conducted in Trondheimsfjord outside Trondheim in Norway based on the same principles
of Rehder et al. (2002) with an ROV releasing, tracking, and recording images of methane bubbles. The
bubbles were released from 100- to 300-m depth. These depths were chosen to focus on the mass transfer
coefficient for bubbles without hydrate rim to avoid adding complexity to the issue. Following a theoretical
outline of mass transfer, the results of these experiments are presented below.

2. Gas Dissolution and Bubble Size

Bubbles rise in water due to buoyancy. The rise velocity is governed by the force balance on bubbles
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where the first term on the right-hand side represents the drag force and the second term represents the
buoyancy force. Here u is the velocity, u is the viscosity, p is the density, d is the diameter, Re is the
Reynolds number, Cp, is the drag coefficient, and g is the gravitational acceleration. Note that a dot above
a symbol indicates the time derivate of the quantity represented by the symbol and that subscript b is used
for properties of the bubbles. The influence of the background velocity from the water surrounding the bub-
ble can be strong for bubbles originating from gas blowouts. For natural seeps the background velocity is less
significant and often neglectable (Leifer & Patro, 2002).
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This shows that the bubble rise velocity depends on density, size, and drag
coefficient. The drag coefficient is a function of Reynolds and Eotvos num-
bers and will also vary between bubbles with clean and contaminated
interfaces. In the numerical examples shown below the drag correlations

Bubble diameter - mm

of Tomiyama et al. (1998) have been applied. They provided correlations
for clean, contaminated, and an intermediate condition named partly con-
taminated. Details are also given by Olsen et al. (2017). The rise velocity is

Figure 1. Plots of various mass transfer correlations for clean (Higbie, an important input to the mass transfer coefficient which governs
1935), partly contaminated conditions (Zheng & Yapa, 2002), and contami- gas dissolution.
nated conditions (Frossling, 1938; Garner & Suckling, 1958).

The size of a bubble rising in water is governed by gas dissolution and gas
expansion. Mathematically, this can be expressed by

db — @ (@_@) (3)

3\mp Py

Here my,, is the total mass of all gas components in the bubble. The first term on the right-hand side repre-
sents mass transfer (i.e., gas dissolution) and the second term represents gas expansion due to reduced
hydrostatic pressure. This expression assumes single bubbles or very dilute bubble plumes. Bubbles rising
in a denser bubble plume (typically from a gas blowout) will be influenced by neighbor bubbles and
turbulence. This requires a more advanced bubble size model (Olsen & Skjetne, 2016b). Bubbles in both
dilute and dense plumes are exposed to both mass transfer and gas expansion. The gas expansion is a result
of the compressible nature of gas; that is, the density increases with increasing pressure. At low pressures
this is well described by the ideal gas law. However, at significant ocean depths nonideal effects become
more predominant and this needs to be accounted for as shown by Olsen & Skjetne (2016a, 2016b). The pres-
sure applied for the density calculation is the sum of the hydrostatic pressure and the Laplacian pressure
(Leifer & Patro, 2002).

Gas dissolution is a mass transfer phenomenon and the mass transfer rate is directly influencing the bubble
diameter as seen in equation (3). Note that a methane bubble will absorb N,, O,, and other gas species from
the ocean. For bubbles close to the ocean surface this is significant. Thus, a bubble size model needs to
account for multispecies mass transfer:

mb = Zimi (4)

where m; is the mass transfer rate of species i. This also enables calculations on bubbles which are initially
multicomponent (e.g., natural gas). With these equations, it is possible to make a numerical estimate of the
bubble size evolution if an accurate prediction of the mass transfer rate is available. We apply a forward-
Euler method with a time step which is sufficiently small to avoid numerical diffusion.

2.1. Mass Transfer

Mass transfer by dissolution is driven by the difference in solubility and background concentration.
Mathematically, this is expressed by the Ranz-Marshall expression (Ranz & Marshall, 1952)

m; = Apl; = ndy-ki- (=) (5)

where dj, is the bubble diameter (representing surface area), kﬁ is the mass transfer coefficient for species i in
the surrounding liquid, ¢ is the solubility of species i in the surrounding liquid, and ¢! is the concentration of
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Figure 2. Images from the field experiment. Top image shows positioning of cameras, bubble container, and gas release
mechanism. Middle image shows entire ROV, positioning of bubble equipment, and lightning. Bottom image shows
examples of images from HD video camera and high-resolution camera. The location of the bubble is indicated by the red
circle in the two images.

species i in the surrounding liquid (i.e., background concentration). The mass transfer coefficient quantifies
how fast species are moving across an interphase (Olsen et al., 2017). Several mathematical expressions exist
for the mass transfer coefficients. The coefficient is sensitive to variations in size and shape (spherical,
ellipsoidal, spherical cap). The difference is also large between correlations that belong to different
categories of surfactant level (contaminated, partly contaminated, or clean). There is also a slight
difference between different correlations belonging to the same category. Several of these expressions are
discussed elsewhere (e.g., Olsen et al., 2017). Here we focus on a few correlations.
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Table 1

Analyzed Data Sets of Bubble Tracking

For clean conditions we use the expression of Higbie (1935), which was

Data Release Depth

theoretically derived and serves as an upper limit to mass transfer:

Final Depth  Time Initial Diameter

Set (m) (m) (s) (mm) K — 2 Re S¢ D ©)
1 300 107 850 5.6 vz d
2 100 35 284 6.5
3 100 83 71 6.0 Here Re and Sc is the Reynolds number and the Schmidt number, D is the
4 300 187 505 5.7 diffusivity of the gas species in the surrounding liquid, and d}, is the bubble
5 200 80 530 4.5 diameter. We consider two correlations for contaminated conditions (for
6 200 125 310 >8 reasons to become apparent further below). This is the correlation of
Garner and Suckling (1958):
k = (2 +0.95. Rel/25c1/3) D %)
. 4
and Frossling's (1938) correlation:
k= (2+06 Resc?) D ®)
. 4
The correlation by Frossling (1938) is derived for rigid spherical bubbles and considered a lower limit for the
mass transfer coefficient. Note that the correlation of Garner & Suckling was erroneously credited to
Hughmark (1967) in the preceding study by Olsen et al. (2017). The correlation is listed in Hughmark's
paper, but was not derived by Hughmark (1967). For partly contaminated water, the mass transfer will
behave as for clean conditions for large bubbles and as for contaminated conditions for smaller bubbles.
The exact bubble size for the transition will probably depend on the concentration of surfactants. Zheng
and Yapa (2002) developed a correlation for partly contaminated conditions suggesting a smooth transition
below 2-mm bubble diameter. This is consistent with Rehder et al.'s (2002) experiment indicating that sea-
water falls into the category of partly contaminated conditions. Note that all observations of Rehder et al.
(2002) were on bubbles above 4 mm. The correlation of Zheng and Yapa is widely used in the community
studying bubbles in the ocean (McGinnis et al., 2006). The difference between these correlations is illustrated
in Figure 1. We see that clean conditions (Higbie, 1935) will give the highest mass transfer and contaminated
conditions (Garner & Suckling, 1958; Frossling, 1938) the lowest mass transfer. Note that when performing
calculations, the choice of drag laws must be consistent with the choice of
mass transfer coefficient (e.g., when contaminated conditions are assessed
8 r both drag and mass transfer needs to be described with correlations for
+ Average of width and height contaminated conditions).
[ O Volume conserved diameter In order to calculate the mass transfer coefficient, the slip velocity
6 H 0O Area conserved diameter between bubbles and water needs to be estimated since this is an input
£ to the Reynolds number and the mass transfer coefficient. The slip velo-
.E 5 city depends on buoyancy and drag by the following expression:
—
£ a U = 484 P1I—Pp 9)
L | E E E i ~ 3Cp p
% Ei as shown elsewhere, for example, by Olsen et al. (2017). Here Cp, is the
-g 2T drag coefficient which also depends on bubble size and concentration of
o 1k surfactants. This is captured by the correlations for the drag coefficient
derived by Tomiyama et al. (1998), which accounts for the bubbles shape
0 1 1 . and size and regime of contamination.

200 400 600 800 2.2. Field Experiment
Time - secs

The experimental configuration followed the concept of Rehder et al.

Figure 3. Estimated effective bubble diameter based on three different (2002), by releasing individual gas bubbles at depth, and follow them as

methods.

they rise. This required an ROV. We made use of NTNU's (Norwegian
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Figure 4. Model prediction of bubble rise compared to observed bubble rise.

University of Science and Technology) Subfighter 30 k from Sperre AS,
which was operated by the NTNU AUR-Lab. To follow the bubble
required careful adjustments of the ROV rise velocity (about 30 cm/s) by
a skilled pilot. The bubble itself was released at depth into a clear
Plexiglas box with a width of 294 mm, depth of 250 mm, and height of
643 mm. The box had a white back panel and an open top and bottom.
This box was used to prevent the horizontal movement of the bubble from
cross currents. Figure 2 shows photographs of the primary components of
the experimental setup.

The release of methane (100% CH,) bubbles into the base of the imaging
cell was accomplished by remotely advancing a linear actuator that slowly
turned a peristaltic pump via a rack and pinion. A collapsible gas bag was
utilized to hold the supply of methane gas. A flexible tube connected the
gas bag to the nozzle while passing through the peristaltic pump head.
This method of dosing allowed a release of multiple millimeter methane
bubbles. After releasing methane bubbles, the release nozzle was subse-
quently purged of gas by partially retracting the linear actuator so that
gas expansion during the rise of the ROV would not continue to release
additional methane gas bubbles. Although multiple bubbles were released
in some instances, the bubble trajectories recorded for analysis had

enough distance to neighboring bubbles to neglect bubble-bubble interactions.

Two camera systems were used to document the experiments: an HD video camera, with a field of view that
covered the majority of the height of the Plexiglas box, from the release nozzle to just below the top opening.
This camera was primarily used by the ROV pilot to adjust the vehicle rise velocity according to the rising
bubble motion. A second, higher-resolution camera, with a smaller field of view, was used to document
the bubble size over time during the experiment. This higher resolution was necessary to size the bubbles
accurately. The high-resolution camera recorded uncompressed images of 2,448 X 2,048 pixels at 5 Hz with

a pixel size of 0.14 mm.

The experiments were performed in Trondheimsfjord at a location with the following coordinates:
63.4990186°N, 10.2926071°E. The depth at the location was approximately 400-m water depth and very little

8r + Observed

Higbie

= « =7Zheng & Yapa

= = = = Garner & Suckling
6 g Sesawn Frossling

Bubble diameter - mm

1 } Dataset 4
(300-187 m)

0 100 200 300 400 500
Time - secs

Figure 5. Observed and numerically estimated bubble diameter for data set
4. Numerical estimates apply different correlations for the mass transfer
coefficient as indicated by the legend.

cross-current was observed. CTD profiles were obtained multiple times
during the day on which the data were collected. Little variation with time
was observed. In principle we can assume a water temperature of 8 °C,
salinity of 35 ppt and that O, was in equilibrium with the atmosphere.
N, content was not measured. Since O, was in equilibrium with the atmo-
sphere, it is reasonable to assume the same for N,.

3. Results and Analysis
A total of six data sets were analyzed. These are summarized in Table 1.

The images recorded were analyzed by manual annotation in the open-
source image processing software ImageJ (https://imagej.net). Due to
the illumination used to image the bubbles, which included two lights
angled downward from either side, the boundary of the bubble would vary
along its perimeter from being illuminated (brighter than the back-
ground) or not directly illuminated (darker than the background). Given
this variance of illumination and relative brightness compared to the
background, the yet still distinct boundary (perimeter) of the bubble
depicted in the images was manually traced using a Wacom DTZ-
1200 W/G digitizing pad. This was conducted by personnel that have sig-
nificant experience conducting similar biometry measurements using the
same equipment. The width and height of bubbles were extracted. This

OLSEN ET AL.
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e was used to estimate the effective bubble diameter. The diameter of an
0.8 F O m B Ell oblate bubble can be calculated based on different approaches. We tested
o o the following three methods:
0.7
B a 1. the average of the width and height of the bubble,
0.6 g D% 2. calculate a total bubble volume based on width and height of an oblate
& o spheroid and obtain the diameter of that volume for a sphere, and
2 05 é@ 3. calculate a total bubble surface area based on width and height of an
:% 04 F oblate spheroid and obtain the diameter of that area for a sphere.
0
ut)j 03 L I:Il:l These methods are compared in Figure 3 for data set 1, which shows see-
) mingly small differences between approaches. In the following figures
0.2 F mm and analyses we report the volume conserved bubble diameter (method
a 2) as the effective diameter. Wang and Socolofsky (2015) also discuss bub-
01r Dataset 4 (300-187 m) ble size quantification from image analysis.
0 h ; ; é é The depth of the bubbles as a function of time was also recorded. This

Figure 6. Bubble eccentricity calculated from measured width and height of

Bubble diameter - mm

relates to the rise velocity. A comparison between observed and theore-
tical progression of bubble depth is seen in Figure 4 for data set 2. The
comparison shows that there is very good consistency between theory

bubbles as function of effective bubble diameter for data set 4. and observations. This indicates that the chosen drag law represents

© © o o o O
SN W s o

Mass transfer coefficient - mm/s

O

the conditions of the experiment. It should also be noted that there is
no difference between drag laws for clean, partly contaminated, and contaminated conditions. This is
as expected, since only smaller bubbles should be sensitive to this (Clift et al., 1978). Typical rise velo-
cities are 22-24 cm/s. It should also be noted that the validation is only for bubbles above 3 mm.
There are no observations in this experiment to support the model for smaller bubbles. However, the
model was validated for smaller bubbles in contaminated conditions in an earlier experiment (Olsen
et al., 2017).

When comparing theory with observations of bubble size evolution, the situation becomes more complex.
This is shown for data set 4 in Figure 5. Note that the full data set of recorded images cannot be shown
here as this would only appear as a cloud of points due the high frequency of image acquisition. Instead,
data points are shown in an appropriate time interval with roughly five data points from consecutive
images. These five data points indicate the average value and variations which can be attributed to bubble
oscillations (wobbly behavior). There is no good match between observed bubble size evolution and bub-
ble size evolution estimated by theory for all mass transfer correlations investigated. Initially, there seems

to be a reasonable match between observations and theory if a correla-

tion for clean (Higbie, 1935) or partly contaminated (Zheng & Yapa,

{\0\ 0\6& Q 2002) conditions are applied. However, these also deviate from observa-
COQQ\Q’ (»\Q% $(‘)0\(‘) O{‘g tions when the bubble shrinks below 4 mm. When further studying the
curve for observed bubble size, for data set 4 and the other data sets (see
--=--Garner & Suckling below), there seems to be a transition between bubble diameters of
— Higbie roughly 3 and 4 mm. Bubbles above 4 mm shrink faster than bubbles
""""" Frossling below 3 mm. We believe that this can explained by a shift in
""" Zheng & Yapa bubble shape.

= Frossling/Higbie L L .
Garner & Suckiing/Higbie Bubble eccentricity is a measure of deviation from a spherical shape. For a
spherical particle, the eccentricity is equal to zero. Figure 6 shows that
e —— e | eccentricity increases with bubble size and that there is a marked change
O =i in eccentricity between 3 and 4 mm. Both Clift et al. (1978) and Bhaga and
Weber (1981) categorized the shift between 3 and 5 mm as a shift from
e - S ellipsoidal bubbles to a regime they named wobbly bubbles. The so-called
i : o " ! wobbly behavior refers to oscillations which enhances mass transfer.
0 2 4 6 8 10 Based on this we propose that bubbles observed in the experiment

Bubble diameter - mm

changes behavior with respect to mass transfer between 3 and 4 mm.

Figure 7. New correlations for drag coefficient plotted on top of an approx- The larger bubbles behave more as clean bubbles and smaller bubbles
imate phase diagram indicating bubble shape/behavior. more as contaminated bubbles.
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Figure 8. New mass transfer correlations compared with experimental observations.

Two new correlations for mass transfer are proposed which we name Frossling/Higbie and Garner &
Suckling/Higbie. Both use an expression for the contaminated condition for bubbles below 3.5 mm
and an expression for clean bubbles above 4.5 mm. Between 3.5 and 4.5 mm there is a linear transition
between contaminated and clean conditions. Both new correlations assume Higbie's (1935) correlation
for the clean regime. The Frossling/Higbie correlation assumes Frossling's (1938) expression for the con-
taminated regime and Garner & Suckling/Higbie correlation assumes Garner and Suckling's (1958)
expression for the contaminated regime. These are plotted in Figure 7. Note that these share some of
the same principles as the correlation of Zheng et al. (2003) with a transition from contaminated to
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Figure 9. Bubble size evolution for five inverted cone experiments with small bubbles (Olsen et al., 2017). Note that bot-
tom right plot is a summary of all five experiments with a normalized bubble size along the y axis.

clean conditions with increasing bubble size. However, the shift is placed at a higher bubble size for the
new correlations. These correlations are categorized as correlations for partly contaminated conditions.

When applying these new correlations in the theoretical model for bubble size evolution, the consistency
with the experimentally observed bubble size evolution is good. This is shown in Figure 8. The performance
of these correlations is significantly better than the previously tested correlations. For data sets 2 and 3 both
new correlations give equally good consistency with experimental observations. For data set 1, the
Frossling/Higbie correlation has the best fit with measurements, while for data sets 4, 5, and 6 the Garner
& Suckling/Higbie correlation has the best fit.

4. Comparison With Other Experiments

The above comparison between the observations from the field experiment in the Trondheimsfjord with new
correlations for mass transfer indicates that the new correlations can describe the experiments fairly well.
These correlations are more robust than earlier correlations since they are based on experimental data which
span a wider range of bubble sizes, from 2 to 7 mm. Note that more effects can still be studied, that is, wider
ranges of initial bubble sizes and ocean locations with various surfactant content. That might motivate
future experiments. Meanwhile it is worthwhile to compare the proposed correlations with
earlier experiments.

Olsen et al. (2017) performed experiments in the lab in an inverted cone bubble column where water was
pumped in from the sea through a pipe. The initial bubble size was typically 1 mm. The old analysis
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(Olsen et al., 2017) concluded that Garner & Suckling's mass transfer cor-
relation gave the best fit between theory and experiments. There was an
overestimate of the initial bubble size in the first analyses, which to some
degree influences this interpretation. When more carefully estimating the
initial bubble size and applying the new correlations suggested above in
the numerical model, we find quite good consistency between theory
and experiments as indicated in Figure 9. This is particularly true for
the Frossling/Higbie correlation which is somewhat better than Garner
& Suckling/Higbie. For more details on this analysis and the data set we

3 B Rehderetal. - 479 m refer to Olsen et al. (2017).

2} s i o s Rehder et al. (2002) tracked methane bubbles by a camera mounted on an
Frossling / Higbie .

ROV in the Monterey Bay. They only observed bubbles above 4 mm.
1 F = Garner & Suckling / Higbie When comparing with these experiments, both new correlations behave
0 , , . | very similar and both are consistent with the experiment as seen in
0 100 200 300 200 F'lgure 10. This is as expected since the correlatlor.ls are equal for bubble
Time - secs sizes above 4 mm. Thus, the proposed new correlations for the mass trans-

fer coefficient seem to be fairly consistent with both new and earlier

Figure 10. Bubble size evolution for a large bubble in the Monterey Bay ~ €Xperiments on gas dissolution in seawater.

released from 479-m depth.
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5. Conclusions

New data sets of bubble size evolution due to gas dissolution and gas expansion in the ocean have been
obtained by releasing, tracking, and filming methane bubbles with an ROV in the Trondheimsfjord.
Released bubbles had an initial diameter between 5 and 7 mm and were tracked until they reached a dia-
meter of roughly 2 mm.

The new data sets were compared against theory, applying established correlations for the mass transfer
coefficient. There was an inconsistency between experiment and theory. Thus, new correlations for the mass
transfer were proposed. The new correlations are consistent with the new experiments and previously pub-
lished experiments. The new correlations introduce a transition in mass transfer behavior between 3.5 and
4.5 mm. For bubbles smaller than 3.5 mm an expression for contaminated conditions are applied and for
bubbles larger than 4.5 mm an expression for clean conditions are applied. We have chosen Higbie (1935)
correlation for clean bubbles and Frossling's (1938) and Garner and Suckling (1958) correlations for dirty
contaminated bubbles. Other correlations might be assessed, but here we focus on the importance of
acknowledging a transition between clean and contaminated conditions at roughly 3.5 to 4.5 mm. Of the
new correlations, the Frossling/Higbie correlation is very consistent with 9 out of 12 experiments, and the
Garner & Suckling/Higbie correlation is very consistent with 6 out of 12 experiments. The
Frossling/Higbie correlation is the most conservative correlation (i.e., estimates the lowest mass transfer).

The new correlations represent a contamination regime often referred to as partly contaminated with a tran-
sition between clean and contaminated conditions around 3.5 to 4.5 mm. It is observed in general that in
almost all contaminated conditions the bubbles will behave as clean if the bubble size becomes sufficiently
large, typically above 7-8 mm (Clift et al., 1978). The new correlations for seawater presented her represent a
contamination regime which might be referred to as partly contaminated with a transition between clean
and contaminated conditions around 3.5 to 4.5 mm. Others also come to the same conclusion for seawater
(e.g., Leifer & Patro, 2002; McGinnis et al., 2006). It has also been proposed that the shift may move to higher
bubble sizes as the concentration of surfactants increases (Alves et al., 2005). Thus, a shift might be observed
at even higher bubble sizes. Further investigations should be pursued.
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