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We identify the physical mechanism through which newly developed quaternary ammonium salt (QAS)
deposit control additives (DCAs) affect the rheological properties of cavitating turbulent flows, resulting
in an increase in the volumetric efficiency of clean injectors fuelled with diesel or biodiesel fuels.
Quaternary ammonium surfactants with appropriate counterions can be very effective in reducing the
turbulent drag in aqueous solutions, however, less is known about the effect of such surfactants in oil-
based solvents or in cavitating flow conditions. Small-angle neutron scattering (SANS) investigations
show that in traditional DCA fuel compositions only reverse spherical micelles form, whereas reverse
cylindrical micelles are detected by blending the fuel with the QAS additive. Moreover, experiments
utilising X-ray micro computed tomography (micro-CT) in nozzle replicas, quantify that in cavitation
regions the liquid fraction is increased in the presence of the QAS additive. Furthermore, high-flux X-ray
phase contrast imaging (XPCl) measurements identify a flow stabilization effect in the region of vortex
cavitation by the QAS additive. The effect of the formation of cylindrical micelles is reproduced with
computational fluid dynamics (CFD) simulations by including viscoelastic characteristics for the flow. It
is demonstrated that viscoelasticity can reduce turbulence and suppress cavitation, and subsequently
increase the injector’s volumetric efficiency.

Advances in fuel injection equipment represent a key technology for meeting forthcoming emission regulations
and mitigating the environmental impacts by improving fuel economy. As energy demand increases to meet
the growing society needs associated with the expansion of urbanisation, population growth and increased car
ownership, particularly in developing economies!, the CO, and soot emissions will also escalate. Increasing the
fuel injection pressure can reduce the soot emissions, however it will also increase the amount of cavitation,
which can induce material erosion due to bubble collapse inside the injector. In addition, pressurisation of fuel
to such extreme levels absorbs a non-negligible amount of useful work produced by the engine. Thus, even small
improvements to the rheological characteristics of the fuel can lead to significant energy savings.

Moreover, impurities in the fuel composition may lead to formation of deposit layers on injector parts, altering
its internal geometry and significantly blocking the fuel flow. Such effects degrade the injector’s performance,
reduce the atomisation quality and result in excess and uncontrollable emissions, regardless of the legislation
limits the engine met when new?.

Injector fouling problems become even more pronounced by large variations of diesel and biodiesel fuel
blends. Thus, the use of additives to keep injectors deposit-free is essential for today’s engines. However, due to
their proprietary nature, the mechanisms by which the additives affect the injector flow are largely missing from
the literature.

The current investigation was initiated when it was discovered that some compositions of DCAs containing
QAS? have the ability to increase the volumetric efficiency of clean diesel/biodiesel fuel injectors by up to 5%*. The
change in the fuel flow was simultaneously measured with power measurements, confirming that the specific fuel
consumption was remaining unchanged during the test.
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It is known the that addition of small amounts of specific surfactant or polymeric additives can significantly
reduce the turbulent drag due to their viscoelastic property, and such additives are commonly used for flow
improvement in crude oil pipelines®~”. In viscoelastic solutions, polymers absorb elastic energy from the turbulent
eddies and can transfer this energy back into large scales, resulting in truncation of the turbulent energy cascade®.
This mechanism effectively can supress the wall-normal turbulence while increasing the streamwise velocity and
the mass flowrate.

Entanglement of polymers and formation of large aggregates can have a dominant role in turbulent drag
reduction mechanism®~'2. When polymers are selectively injected in the core of a channel flow (heterogeneous
solution), highly concentrated thread-like structures of polymer aggregates form which can be visualized by flo-
rescence imaging'?. Drag reduction in heterogeneous polymer solutions can be remarkably higher compared to
a premixed solution (homogeneous solutions), provided that entangled macromolecular polymer structures are
forming in the flow. Likewise, in surfactant solutions that contain wormlike micelles, formation of shear-induced
surfactant networks is associated with the drag reduction property of the solution'®. Shear-induced-structures are
dynamic networks of entangled micelles that appear above a critical shear-rate and induce viscoelastic properties
in the solution™.

Surfactants are amphiphilic molecules that can self-assemble into micelles in polar solvents or form reverse
micelles in non-polar solvents. The shape of the self-assembled micelles may be spherical, cylindrical (wormlike)
or lamellar in different solution conditions (determined by e. g. ionic strength, temperature or surfactant con-
centration). Depending on their spontaneous curvature, the self-assembled structures of cylindrical micelles can
exhibit two different morphologies: branched networks or wormlike micelles'>. Micelles with high interfacial
curvatures favour end-cap defects and therefore form wormlike aggregates, whereas those with lower spontane-
ous curvatures exhibit micellar branching. Changes in the solution conditions such as counterion concentration
or temperature can induce the transition of spherical micelles into wormlike micelles or branched micelles. The
intermicellar junctions in a branched micelle network can act as stress-release points and reduce the solution
viscosity, whereas formation of wormlike micelles is associated with viscosity enhancement. Although branched
micelles can transform into wormlike micelles under shear stress, they give lower viscoelasticity and are less effec-
tive in drag reduction compared to wormlike micelle solutions without branching®.

Studies about the interaction of viscoelasticity and cavitation are scarce in the literature. A study on tip vortex
cavitation in propellers showed that addition of small amounts of high molecular weight polymers in water can
delay cavitation formation'’. The effect of viscoelasticity on single bubble dynamics has also been studied experi-
mentally and numerically'®-2°. It is shown that shear viscosity can reduce the velocity of bubble re-entrant jet and
the cavitation damage. However, there are no studies in the literature investigating the effect of viscoelasticity on
turbulent cavitating flows, such as those realised in high-pressure fuel injectors.

The discussion regarding the interaction of cavitation and viscoelasticity can be further extended, since cavi-
tation forms across a range of flow scales, i.e. string cavitation forming in the core of large vortices which develop
mainly due to the effect of geometrical features on the flowfield and regardless of the turbulence level, and cloud
cavitation forming in small scale vortices in the turbulent shear layer. Hence the judgment about the effect of such
additives on cavitation structures is not straightforward because likewise, viscoelasticity has different effects on
small and large scale flow features.

The challenges of explaining the flow enhancement mechanism using diesel fuel additives are addressed in
this work by a combination of advanced flow diagnostics including small angle neutron scattering, X-ray micro
computed tomography, high-flux X-ray phase contrast measurements and computational fluid dynamics.

Results

Surfactant aggregation properties of the deposit control additives. Surfactants can self-assemble
to form a range of structures and there are many examples in aqueous solutions where the formation of elongated
wormlike micelles can be promoted by the addition of salts or cosurfactants?'~*. Wormlike micelles can also be
formed in non-polar solvents with the lecithin/water/oil system being one of the most widely studied systems?*. In
Aerosol-OT (dioctyl sodium sulfosuccinate) stabilized water-in-oil microemulsions, the nature of the counterion
influences the micelle shape. In this system, it is thought that large cations are less effective at screening the repul-
sion between headgroups, resulting in the formation of more planar structures such as elongated micelles?>?.
Most surfactant studies involving diesel have focused on the structures of diesel based microemulsions®.

Small angle neutron scattering studies presented in this section provide evidence regarding the existence of
various micellar structures in dodecane, a solvent used as a surrogate for diesel, in this case (?D)-n-dodecane
is used which is chemically similar to diesel. SANS experiments require deuteration to provide the necessary
contrast in the system. To the best of our knowledge this study is the first to report the self-assembly structures
of DCAs in fuel.

In order to identify the microstructural differences between the traditional polyisobutylene-based (PIBSI)
and the QAS additives in the fuel composition, the size and shape of micelles in each test sample are determined
in ambient conditions. The time-of-flight instruments LOQ and SANS2D at the ISIS spallation source located
at the Rutherford Appleton Laboratory, UK were used for the SANS experiments?. During spallation H— ions
are accelerated and then stripped of their electrons by a thin aluminium oxide film producing high energy H+
ions. These ions are further accelerated using a circular synchrotron and then used to bombard a heavy-metal
target producing pulses of neutrons which are directed to the sample for the SANS measurements. The observed
scattering is dependent on both the wavelength of the incoming radiation (\) and the scattering angle (6). Both of
these variables can be considered in terms of the scattering vector Q%:
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Figure 1. SANS data showing surfactant self-assembly structures formed by the PIBSI and QAS additives

at 1,000 ppm. (a) The intensity of scattered neutrons versus scattering vector for QAS (triangles) and PIBSI
additive blends (circles) along with the model fits (continuous lines), the PIBSI additive blend can be modelled
with a spherical micelle profile whereas the QAS additive blend can only be modelled using a cylindrical micelle
profile (b) The intensity of scattered neutrons versus scattering vector for the QAS additive blend at various
concentrations (symbols) along with the model fits (continuous lines), spherical micelles start forming at
concentrations as low as 10 ppm and they become elongated at 50 ppm, the axial ratio of the micelles grows with
increasing the concentration.

(€]

Figure 1 plots the intensity of the scattered neutrons (I(Q)) versus the scattering vector (Q) for test sample
additised with the PIBSI and the QAS additives at 1000 ppm. At high Q the scattering represents smaller length
scales so it is indicative of the localised interface between detergent micelle and the solvent. Both data sets exhibit
a Q * dependence at high Q which is indicative of sharp interface of 3-dimensional objects, indicating the for-
mation of reverse micelles. There is a significant difference in the scattering at low Q with the PIBSI exhibiting
a Q° plateau indicating spherical micelles and QAS showing a Q™! decay suggesting the formation of rodlike
micelles. Using the software SasView®, which is a Small Angle Scattering Analysis Software Package developed as
part of a NSF DANSE project and managed by an international collaboration of facilities®, the data can be fitted
to mathematical models depicting various micelle shapes. The black continuous lines represent the model fits to
the data. For the PIBSI data fits with a spherical micelle profile with a core radii of 3.5 nm and the shape of the
micelles is not concentration dependent; spherical micelles form in a range of 100 ppm to 14,000 ppm. However
any attempts to fit the QAS data with a spherical model were unsuccessful and a cylinder model was used to fit
the dataset.

The QAS additive micelle shape was studied for a wide range of concentrations and it was observed that cylin-
drical micelles existed in concentrations between 50 ppm to 1,005 ppm, the corresponding results are shown in
Fig. 1b. It is worth mentioning that the concentration at which micelles are forming is as low as 10 ppm, where
initially spherical micelles start to form. As expected, increasing the concentration results in an increase in the
intensity of scattered neutrons due to the increased volume fraction of the additive.

Moreover, the shape of the scattering pattern is also concentration dependent. The Q dependence at low Q
changes from a Q° plateau at 10 ppm to a Q! decay at 1,005 ppm, indicating a transformation from spherical to
cylindrical micelles. The axial ratio of the micelles in the QAS additive starts at 1.3 at 50 ppm and reaches 4.3 at
1005 ppm. The radius of the rods remains in the range of 3.5nm to 4.5 nm, however their length increases more
significantly from 9.9 nm in 50 ppm concentration to 29.2 nm in 1,005 ppm. This confirms that the micelles are
growing in one direction mainly and the base geometry of the cylinder remains fairly constant, as seen in other
examples in the literature®.

Elongated micelles can entangle under shear stress and form shear-induced-structures, which cause signif-
icant viscoelastic properties in the fluid®'-*%. Findings from the literature suggest that elongated micelles can
reduce the turbulent drag; a phenomenon reported for micelle rod lengths of around 10-40 nm*® and rod
lengths of 25-250 nm in concentrations of 100-2,000 ppm?*. The lower end values quoted here are similar to
those observed with the QAS additives. It should be noted that these micelle dimensions are determined under
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Figure 2. Effect of the QAS additive on injector discharge coeflicient. Percentage change of discharge coefficient
by addition of the QAS additive at different injection pressures and durations.

static (non-flowing) conditions and such non-spherical micelles can form large thread-like micellar networks
with significant viscoelasticity in shear flow*’-*. Moreover, the flow enhancement property of the additive is
effective in the highly transient flow condition of the injector and using low concentrations of the QAS addi-
tive (200-1000 ppm), which is an indication of significant viscoelasticity induced by the additive. Viscoelastic
detergent solutions with similar surfactant concentration and rod lengths are reported in the literature’, and the
strong viscoelasticity in those solutions is found to be due to formation of surfactant macrostructures. QAS addi-
tives with appropriate counterions are considered good drag reducers as they can form wormlike micelles and
shear-induced-structures*!~* and it is postulated that such structures form in the diesel fuel composition using
the QAS deposit control additive.

Fuel quantity measurements with the QAS additive. It is widely accepted that nozzle flow has an
important effect on fuel atomisation and emissions in diesel engines and cavitation is known to play an important
role in flow dynamics in injectors. Both experimental and computational studies performed in enlarged nozzle
replicas***> have established that nozzles with tapered holes (converging towards the nozzle exit) can supress or
eliminate cavitation, however at highest (>>3000bar) injection pressures, even tapered nozzles are likely to suffer
from cavitation. On the other hand, in nozzles with cylindrical holes there is a high level of cavitation and the
nozzle discharge coeflicient is significantly reduced due to the blockage of the holes by cavitation bubbles*:.

In this section, the fuel flowrate in cylindrical and tapered injector nozzles in fuel injection equipment is com-
pared in order to determine whether the flow enhancement property of the QAS additive is related to the injector
geometry and the amount of in-nozzle cavitation. The fuel flowrate is measured by collecting and weighing the
injected fuel after 1000 successive injections using a sensitive balance giving ~0.02% uncertainty. The percentage
change in the discharge coeflicient is calculated from the difference in the injector flowrate using the base diesel
and diesel treated with 1000 ppm of the QAS additive.

It is noted that the additive does not alter the fuel flowrate when tapered injector nozzles are used (only small
variations in the range of 0.5% observed), however the effect of the additive on fuel flowrate becomes significant
in cylindrical nozzles where the flow is more turbulent and prone to cavitation.

The changes in the discharge coefficient of the cylindrical nozzle by the additive at various injection pressure
and durations are presented in Fig. 2. It is observed that the discharge coeflicient of the nozzle is increased by
the additive under all conditions tested. Moreover, it is evident that as the injection pressure is increased from
1300 bar to 1800 bar, the enhancement of the injector discharge coefficient is also improved from 0.65% to 3.73%
for the 1 ms injection duration and from 0.56% to 3.21% for the 1.5 ms injection duration.

This observation confirms that the additive is effective in maintaining its flow enhancement property even
after passing the fuel pump, and in the highly turbulent and cavitating flow conditions of a fuel injector. The
strong viscoelasticity in surfactant solutions can be justified if entangled surfactant structures are forming>#’,
which again provides a basis for the concept that entangled micelles can form in the QAS fuel composition under
shear stress. Following, further tests have been performed with nozzle designs and diagnostic techniques to quan-
tity the relationship between the additive and cavitation development.

Cavitation volume fraction measurements using X-ray micro-CT. Flow measurement and visual-
ization studies such as shadowgraphy can only provide qualitative information about cavitation. More recently,
application of micro-CT*® and high energy X-rays**® have allowed for quantification of cavitation volume frac-
tion. In order to quantify the additive effect on cavitation, a device designed* for measuring vapour fraction
in cavitating flow conditions similar to the fuel flow in a diesel injector orifice is used. This device uses X-ray
micro-CT to detect regions of pure liquid or vapour or mixtures of the two. The cavitating nozzle makes a 360°
rotation in front of the X-ray source, providing time-averaged data for the in-nozzle liquid volume fraction.

As shown in the test section schematic in Fig. 3a, the fuel enters the orifice from the left and exits through the
right side and an asymmetric needle is placed upstream of the orifice entrance. The majority of the flow enters the
orifice from the lower side of the nozzle, forming a large cavity cloud as shown in Fig. 3b (see also®). The injection
pressure is set to 45 bar and the downstream pressure is 13.3 bar. Cavitation number for this case is Cn=2.5:

P,

injection Pdownstreum

Cn =

Biownstream — Pvupour 2)
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Figure 3. Quantification of the effect of the QAS additive on cavitation using X-ray micro-CT. (a) Schematic
of the test section and the flow paths (blue arrows), (b) X-ray measurement showing the isosurfaces of vapour
volume fraction inside the orifice for the base diesel fuel, the isosurfaces are cut in the midplane of the orifice to
show the volume fraction distribution inside the cavity cloud region, (c) 3D view of the isosurface of 50% liquid
volume fraction in diesel with 1000 ppm QAS additive (transparent grey colour) and isosurface of regions with
10% increased liquid volume fraction (Qp;gerence = 0.1, blue colour), (d) same as (c) shown from the front view,
regions with the higher liquid volume fraction are located near the nozzle wall.

The liquid volume fraction for the base diesel fuel and the additised fuels (one with 1000 ppm of the traditional
PIBSI additive and the other one with 1000 ppm of the QAS additive) were measured and averaged over 2 hours.
The effect of the additives on the amount of cavitation is defined in terms of Opigerence = Madditised diesel — VBase diesels
where « is the liquid volume fraction. The liquid volume fraction inside the orifice is not significantly altered by
the PIBSI additive (less than 1% visible differences), whereas the QAS additive is able to suppress the cavitation
at regions close to the nozzle wall. Figure 3¢,d show two different views of the isosurface of 50% liquid volume
fraction (grey colour) in diesel with the QAS additive, along with the isosurface of regions where Aip;gerence = 0.1
(blue colour). The blue isosurfaces indicate the regions where 10% higher liquid fraction exists inside the orifice.
The results indicate that cavitation can be partially supressed by the QAS additive and as a result more liquid fuel
passes through the nozzle at the near-wall locations.

High-flux X-ray phase-contrast measurements. Further to the X-ray micro-CT measurements,
temporally-resolved X-ray phase-contrast imaging (XPCI) of a cavitating vortex flow within an enlarged-injector
replica was conducted. The orifice designed for XPCI measurements was manufactured from carbon fibre
(TORAYCA TF00S), which has a lower radiation attenuation compared to metals and is able to withstand injec-
tion and outlet pressures up to 150 and 50 bar respectively, without deformation. The carbon-fibre orifice was
incorporated in a hydraulic flow loop identical to the one used in X-ray micro-CT measurements.

Figure 4a depicts the post-processed radiographies at different time instances for the QAS additised diesel fuel
in flow conditions characterized by Reynolds number of 35500 and the injection pressure and the downstream
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Figure 4. Characterisation of dynamic behaviour of the cavitating vortex in base diesel and the additised diesel
(1000 ppm QAS additive). (a) Actual topology of the cavitating string forming in the vicinity of the injector-hole
entrance, (b) String lifetime probability in base and additised fuels, (c) FFT of the string radius fluctuations in
base and additised fuels.

pressure are 31.8 bar and 3.8 bar respectively with cavitation number Cn=7.7. It is evident that cavitation in the
injector hole emerges in the form of a vortical structure (string) of fluctuating and irregular shape with an inter-
face of high morphological variance. This string attaches to and then detaches from the needle tip in a fluctuating
manner. The flow region exactly downstream of the needle tip (0 <X < 1.0 mm) is expected to be highly turbulent
with longitudinal vortices (see also®) setting in at the hole entrance due to the effect of the upstream geometrical
constriction.

It is known that the lifetime of a vortex cavity is strongly affected by flow turbulence and viscous dissipation
can reduce the vortex lifetime®!. The underlying cause for the formation of the string cavity is the presence of a
coherent longitudinal vortex emanating due to the flow path constriction, as verified in the experimental studies
of the authors®>*. Therefore, the string lifetime is directly related to the interaction and evolution of the vortical
motions. The interaction of small scale vortices with the larger cavitating vortex, disrupts the coherent motion of
the vortex and leads to collapse of the vaporous core.

Figure 4b presents the probability of the string lifetime, i.e. the time period for which a vaporous structure
exists in the vicinity of the injector-hole entrance, in a comparative manner for base diesel and diesel additised
with 1000 ppm of the QAS additive. Referring to the base diesel, it is demonstrated that the string is short-lived
with the cumulative probability for lifetimes less than 5 x 107> s being equal to 32%. On the contrary, the string
lifetime for the additised fuel exhibits relatively even probabilities up to a lifetime of 2 x 10~*s, with the average
probability shifted to higher values.

The string dynamic behaviour suggests that the perturbations leading to the decay of the string coherence are
suppressed in this region, thus the probability of vortex breakup is reduced and the string lifetime is increased.
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An increased string lifetime is indicative of reduced interaction between large and small scale vortices and thus,
a decreased level of turbulence. Similar behaviour, for a viscoelastic fluid has been observed in a DNS study**
referring to a Couette flow. It was established that for high values of drag reduction, the small-scale vortices ini-
tially present in the flow have decayed completely, while large-scale vortices aligned to the main flow direction
are enhanced.

Figure 4c illustrates the Fourier analysis of prevailing frequencies of the string radius in a nozzle location
1.5mm downstream of the entrance. In this location, the string is well-established and exhibits a relatively smooth
topology. A clear prevailing frequency of 409 Hz can be identified for the additised diesel, whereas the temporal
evolutions of the string radius are highly chaotic for the base fuel with at least three peak frequencies of 1760,
5770 and 11890 Hz. Once again, the single peak observed for the additised diesel and the lower frequency of the
string radius fluctuations are indications of a more stable flow field compared to the base fuel.

Numerical Simulation of Viscoelasticity Effect on Nozzle Flow. Asdemonstrated in the first section
of the current study, the main difference in the microstructure of the traditional PIBSI and the QAS additive is
the existence of cylindrical micelles in the latter, which can indicate viscoelastic properties in this fuel composi-
tion. The effect of viscoelasticity on turbulent cavitating flows is not well understood and the current simulation
attempts to provide an understanding regarding such effects in flow conditions comparable to those in an injector.
It is reported in the literature that addition of viscoelastic additives can reduce flow turbulence in channel flows®
as well as in orifice geometries®. Polymers absorb the near-wall turbulence kinetic energy in the form of elastic
energy and if this energy is transported beyond the buffer layer to the freestream flow, turbulent drag reduction
is achieved®. In pipe flow with viscoelastic surfactant additives the flow length scales are increased in the whole
domain and the largest increase of flow microscales occurs at the near-wall region®>*”. However, studies that relate
the effect of viscoelasticity to turbulent cavitating flows similar to flow in an injector nozzle are largely missing
from the literature.

This study aims to understand cavitation in turbulent viscoelastic flows, however since the exact rheological
properties of the additive are still under investigation, findings from the literature and a preliminary study are

employed to define the polymer properties. To characterise the polymer viscosity, the viscosity ratio 8 = % is

1
used, where j1y= f15+ 1, is the total viscosity and the value of 3= 0.1 is used, corresponding to polymer Visccl)gity
= 0.009 Pa.s and the polymer relaxation time \ is 0.04 seconds. The solvent viscosity is y,=0.00102 Pa.s and it
has a density of p=998.2kg/m>. The polymer relaxation time is chosen to be longer than the turnover time of the
largest eddies in the flow, which results in truncation of the turbulent energy cascade®®. Moreover, the relaxation
time value is within the range measured for viscoelastic solutions in similar viscosity solvents®. The viscosity ratio
is chosen from a parametric study to identify polymer viscosity values that evidently alter the instantons and
time-averaged values of the cavitation volume fraction.

The test case for this study® is a step nozzle with width, length and thickness of 1.94 mm, 8 mm and 1.94 mm
respectively as shown in Fig. 5a. At the outlet of the nozzle a hemisphere geometry with 14 mm diameter is used
to represent the atmospheric outlet pressure condition. The fluid flows through the nozzle at a flowrate of 48 mL/s,
injection pressure is 2.38 bar and back pressure is set to atmospheric pressure, corresponding to incipient cavita-
tion condition with Cn = 1.38. Reynolds number based on mean liquid velocity in the nozzle is 27700, similar to
those realised in real diesel injectors®.

The sudden contraction at the nozzle entrance causes a flow separation and recirculation region with cavi-
tation developing in the separated shear layer. The negative velocity in the cavity region (0 mm < X <4 mm) is
reduced by viscoelasticity and the average wall shear rate in this region is ~7000s™! in the Newtonian fluid and
~5500s~! in the viscoelastic fluid. Figure 5b,c show the isosurfaces of cavitation and vortex structures, the black
colour is isosurface of 50% vapour volume fraction and the red translucent colour is the isosurface of second
invariant of velocity gradient tensor at 2 x 10?s72. The second invariant of the velocity gradient tensor can show
the local flow topology and the structure of vortical motions®'. In this image it is evident that the volume of the
cavity is smaller in the viscoelastic fluid and small scale cavitating microvortices are diminished by viscoelasticity.
The stabilizing effect of polymers can be seen in the vortical structures in the shear layer and the recirculation
region; larger elongated streamwise vortices dominate the flow while small scale eddies are supressed in the vis-
coelastic fluid and the flow mixing is weaker.

In Fig. 5d,e the contour of the time-averaged vapour volume fraction in the mid-plane of the nozzle is pre-
sented; it is evident that the size of the cavity is reduced in the viscoelastic fluid and near the walls of the nozzle
there is a lower vapour fraction. The viscoelastic fluid also has a higher liquid fraction inside the cavitation region
and the cavitation inception point is shifted inside the nozzle from ~0.3 mm to ~0.8 mm downstream the nozzle
entrance. Moreover, cavitation is forming mainly in the core of the shear layer and is pushed away from the nozzle
walls as pointed out in the image.

The mean streamwise velocity profile at the exit of the nozzle is plotted in Fig. 5f for the Newtonian and the
viscoelastic fluid. The velocity is higher at the nozzle exit for the viscoelastic fluid, especially near the bottom wall
of the nozzle corresponding to the region downstream the cavitation collapse (—0.97 <Y <0mm). This can be
related to the increase of the liquid volume fraction by the viscoelastic additive, i.e. as the liquid volume fraction is
increased, the momentum transfer also increases, resulting in a higher flow acceleration and velocity in the region
of cavitation and after the cavity collapse. Changes in the level of turbulence are demonstrated by means of root
mean square (RMS) of streamwise velocity fluctuations at the exit of the nozzle in Fig. 5g. It is shown that velocity
fluctuations are reduced across the nozzle width in the viscoelastic fluid, which can be a result of suppression of
turbulent eddies as seen in Fig. 5b,c.

Enhancement of streamwise velocity at the nozzle exit contributes to ~2.2% increase of mass flowrate by the
viscoelastic fluid in this condition. Another observation is that the pressure at the nozzle exit is 1.5% higher in the
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Figure 5. Computational domain and numerical results showing the effect of viscoelasticity on the nozzle flow
and cavitation. (a) Computational domain, the blue rectangle indicates the flow visualization region, nozzle
dimensions given in mm, (b,c) show the cavitation structures (dark colour) and vortex structures (translucent
red color) in the nozzle for the Newtonian and the viscoelastic fluid, cavitation structures are presented by
isosurface of 50% vapour volume fraction and vortex structures are presented by isosurface of second invariant
of the velocity gradient at 2 X 10°s72, (d,e) time averaged vapour volume fraction in the mid-plane of the nozzle,
cavitation suppression by viscoelasticity is particularly visible close to the nozzle wall where the cavity cloud

is clearly detached from the wall, (f) time-averaged streamwise velocity at the nozzle exit, it is evident that the
velocity is enhanced by the viscoelastic fluid, (g) RMS of velocity fluctuations at the nozzle exit, viscoelasticity
can supress turbulence and reduce the level of velocity fluctuations.

viscoelastic fluid case, i.e. the pressure loss across the length of the nozzle is reduced compared to the Newtonian
fluid. This is due to reduction of the kinetic losses in the viscoelastic fluid, i.e. a smaller portion of the pressure is
transformed into energy dissipating eddies and also less cavitation is produced in the viscoelastic fluid.
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Figure 6. Pressure spectrum and cavitation inception probability for the Newtonian and the viscoelastic fluid.
(a) Pressure spectrum inside the nozzle for the Newtonian and the viscoelastic fluid showing the additive can
either increase or decrease the local pressure, depending on the flow scale (b) Probability of cavitation inception
at X=2mm for the Newtonian and the viscoelastic fluid, inception is most likely to occur in the shear layer.

In Fig. 6a the pressure spectrum inside the nozzle is compared for the Newtonian and the viscoelastic fluid.
The graph represents the spatial spectrum of pressure and k is the wavenumber, where k=2mn/L and n and L are
the incremental spatial frequency number and the wavelength respectively. The low wavenumber region in the
spectrum, corresponding to the large energy containing eddies, has a higher pressure in the viscoelastic fluid. The
vortices in this range are mainly located in the shear layer i.e. the cavitation inception region, and their higher
pressure content results in less vapour formation in the viscoelastic fluid. On the contrary, the pressure levels for
the high wavenumber range of the spectrum corresponding to the small scale eddies, are reduced in the viscoe-
lastic fluids. This is because as seen in Fig. 5b,c, small scale flow structures are supressed by viscoelasticity. After
the breakdown of the vortex sheet, the small scale eddies transfer the cavitation vapours towards the nozzle exit
or back into the recirculation region. Hence, their suppression in the viscoelastic fluid may result in less vapour
being convected back into the recirculation region.

Figure 6b shows the probability of cavitation inception in the shear layer in X =2 mm, this figure indicates that
viscoelasticity can inhibit cavitation formation across the whole range of flow scales in the recirculation region. It
shows that cavitation inception is more likely to happen at the location Y ~ —0.5mm i.e. in the core of the shear
layer where mainly larger vortices appear while the probably of cavitation inception in smaller scale vortices
(Y < —0.5) is reduced.

Discussion

This study aims to provide an understanding about the effect of quaternary ammonium salts in deposit control
additives on injector flow conditions and to suggest an explanation for the flowrate enhancement mechanism
through the fuel injection systems. Variations in surfactant aggregation of the QAS additive and the traditional
PIBSI additives and their concentration dependence is examined using SANS technique. Moreover, the effect of
the QAS additive on fuel flowrate in injectors with cylindrical and tapered nozzles holes is compared in order to
link the flowrate enhancement effect to the geometry and amount of cavitation in injector holes. Subsequently, the
effect of the additive on cavitation is quantitatively investigated using X-ray micro-CT and X-ray phase contrast
imaging. Finally the effect of viscoelasticity on cavitation is explained by simulating the flow in a nozzle operating
at flow conditions similar to diesel injectors. The main findings of the studies mentioned above are summarised
here:

1. SANS studies reveal significant differences between the micellar structures of the traditional PIBSI additive
and the QAS additive. The QAS additive forms a variety of self-assembly structures including spheres and
cylindrical micelles depending on the additive concentration. At concentrations similar to those used in
fuel additives the data can be fitted to a cylindrical micelle profile, suggesting that the additive can have
viscoelastic properties. However the traditional PIBSI additive only forms spherical micelles over a range
of concentrations. This is likely because the counterions provided by the QAS help to screen the electrostat-
ic repulsions between the surfactant head groups, allowing the formation of larger elongated structures.

2. Flowrate measurements with cylindrical and tapered injector tips indicate that the increase of flowrate in
fact depends on the injector geometry and hence on the level of flow turbulence and cavitation inside the
injector holes. These results indicate that the increase of flowrate by the additive is mainly seen in cylindri-
cal nozzle injectors which are prone to cavitation and operate at more turbulent flow conditions compared
to tapered nozzle injectors. Moreover, the flowrate enhancement effect is increased by increasing the injec-
tion pressure.

3. X-ray micro-CT investigations reveal that the QAS additive can reduce the quantity of cavitation in an ori-
fice, whereas the traditional PIBSI additives do not alter the cavitation. Measurements of the liquid fraction
inside the cavitating orifice shows that when the QAS additive is used the liquid fraction near the walls of
the channel is ~10% higher.

4. X-ray phase contrast imaging measurements provide information regarding the temporal dynamics of a
fluctuating cavitating vortex. These measurements show that vortex breakup events are less probable and
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Figure 7. Schematic representation of the additive effect on the cavitating vortices, black arrows indicate the
cavitating vortices and the red arrow shows the axis of rotation of the vortices, cavitation is presented by the
blue clouds and the micelles are presented by yellow worms. (a) Cavitating vortices in the recirculation region
in the Newtonian fluid (top) and the viscoelastic fluid (bottom), micelles align with the flow and supress
vortices rotating out of the nozzle cross sectional plane, (b) Vortex (string) cavitation under the needle in the
Newtonian fluid (top) and the viscoelastic fluid (bottom), perturbations by the turbulent eddies can decay the
string coherence and breakup the cavitating vortex, micelles can reduce the flow turbulence and contribute to
development of a more stable longitudinal vortex and cavity core.

A more stable cavity core Axis of rotation of the
develops as the micelles cavitating vortex
reduce the flow turbulence

the string radius fluctuates at a lower frequency when the fuel is enriched with the QAS additive. This indi-
cates that the additive can locally stabilize the flow and reduce turbulence perturbations leading to vortex
breakup.

5. Finally, numerical simulations are performed considering the effect of viscoelasticity on the cavitating
flow in a nozzle in order to examine the effect of viscoelasticity on cavitation in turbulent flow conditions.
Simulation results show that the viscoelastic fluid has a stabilising effect on flow structures, hence the mean
streamwise velocity at the nozzle exit is increased. Vapour formation is reduced in the viscoelastic fluid and
the mass flowrate is higher than the Newtonian fluid.

The findings of the above studies suggest that the micelles formed in fuels enriched with QAS additives
can make the fuel viscoelastic. Wormlike micelles can entangle in shear flow conditions and form transient
shear-induced-structures that locally induce significant viscoelastic properties in the fluid. The viscoelastic force
acts against the vortices and turbulence eddies developing in the crossflow direction, while promoting the stream-
wise vortices. The effect of additive on the nozzle flow is discussed here using the schematic in Fig. 7. Cavitation
formation in the flow recirculation region (cloud cavitation presented in X-ray micro-CT study, also see Fig. 7a)
is suppressed by the additive as the micellar structures tend to align in the main flow direction and supress flow
recirculation. In the vortex cavitation region (X-ray phase contrast imaging study, also see Fig. 7b), turbulent per-
turbations can breakdown the coherence of the streamwise vortex forming under the needle, therefore reducing
the lifetime of the cavity. As the vorticity vector in the cavitating vortex is positioned in the streamwise direction,
turbulence suppression by the micelles can promote the formation of a more stable cavity core as indicated by
XPClI results.

In injector flow conditions, cloud cavitation is the main mode of vapour formation and hence the cavitation
suppression effect becomes the dominant part of the interaction of the viscoelastic additive and cavitation. The
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combined effect of turbulence and cavitation suppression by the viscoelastic fuel composition in the injector
can reduce the overall flow resistance and enhance the flowrate in the fuel injection system. Understanding the
interaction between viscoelasticity, cavitation and flow turbulence can offer new solutions to enhance the volu-
metric efficiency and limit flow losses in fuel injection systems and other complex flow systems by controlling the
rheological properties of fluids.

Methods
SANS. Scattering measurements give the absolute scattering cross section I(Q) (cm™) as a function of the
scattering vector, Q (A ™). The Q range depends on the instrument; for experiments conducted on LOQ it was
0.009-0.225 A" and for SANS2D it was 0.005-0.491 A~!. The raw scattering data is corrected for the number
of incident neutrons and the transmission of neutrons through the sample. The scattering contribution of the
solvent and sample cell is also measured, corrected for transmission and then removed from the raw data. All
experiments were conducted in circular “banjo” cells with a 5mm path length. The 5mm path length cells were
chosen specifically to improve signal-to-noise given the low concentrations of additive used in these experi-
ments. Modern SANS instruments such as SANS2D are well equipped to measure at such low concentrations
given improvements in flux®2. The long measurements using high neutron flux improve the signal to noise ratio
and allow for unambiguous measurements of the surfactant aggregates. Temperatures were controlled at 25°C
to within 0.5 °C using two thermocouples, one situated within the sample changer and one situated in solution
inside a scattering cell. Samples were allowed to equilibrate at the required temperature for at least 30 minutes.
Deuterated dodecane (Cambridge Isotope, 98 atom % 2D) was used as diesel surrogate to provide the contrast
required for measurements. In a SANS experiment the scattering power of different components is defined by
the scattering length density (SLD), which is isotope dependent. 'H and 2D have very different SLDs, therefore
most SANS experiments use selective deuteration to provide the necessary contrast in the system. In this case the
SLD difference arises principally from the contrast step between deuterated solvent and the micelle, so the overall
dimensions of the micelle can be elucidated from subsequent data analyses.

Nozzle Flow Measurements. The nozzle discharge coefficient is defined as the ratio of the actual mass
flowrate to the theoretical mass flowrate through the nozzle. The theoretical mass flowrate is calculated from
My eoretical = PAUL, Where p is the fuel density, A is the nozzle cross sectional area and U, is the theoretical
in-nozzle velocity derived from Bernoulli’s equation:

U. = \/Z(Pinjection - Pdownstream)
b=
) (3)

where Pieciion 18 the injection pressure and Pyqyngream 15 the downstream pressure obtained with a high frequency
pressure transducer.

A heat exchanger regulates the fuel temperature to 40 °C & 0.5 °C which is measured by thermocouples prior
to entering the common rail injectors. In order to accurately measure the fuel flowrate through the injector, the
fuel quantity injected after 1000 successive injections is collected in a closed burette tube and cooled down to 0°C
in a container placed in an ice/water mixture. The fuel is then measured using a sensitive balance with 0.01 mg
precision and the total injected fuel quantity per stroke is in the range of ~45 mg to ~90 mg for various injection
pressures, therefore the highest experimental uncertainty resulting from the mass balance is ~0.02%.

Injection of gas bubbles can contribute to drag reduction and artificial ventilated cavities are used to reduce
the friction drag on external liquid flows®. In order to eliminate the effect of non-condensable gases that may
induce similar effects in the nozzle flow measurements, the fuel compositions are degassed prior to entering the
common rail injector test rig. The fuel is stored for one day in a closed tank in pressures close to the fuel vapour
pressure. The fuel starts intense bubbling as the non-condensable gases exit the liquid phase before stabilizing.

X-ray micro-CT. A single-hole nozzle geometry was designed for this study with the aim of focusing on cavity
development inside one hole only and eliminating the complexities of flow in multi-hole injectors, such as needle
movement, hole-to-hole variations and interaction between the vortical structures in different nozzle holes. In
order to simulate a condition similar to cavitation in a diesel injector, an asymmetric needle is used inside the
nozzle which forces the majority of the flow to enter the hole from the one side forming a large cavitation cloud.
This design resembles the flow in a valve covered orifice and similar geometries have been previously used to
study flow dynamics in injectors®. Liquid fraction measurements are taken during a complete 360° rotation of
the test sample in front of the X-ray source and time-averaged over 2 hours of operation. The nominal nozzle hole
diameter is 3 mm and its length is 10 mm; these dimensions are more than 10 orders of magnitude larger than
real-size injector hole dimensions as this is essential for obtaining the optical and X-ray resolution.The beam gen-
erated by a 160kV open-type cone-beam X-ray source passes through the cavitating nozzle and the intensity of
the X-ray attenuated by the nozzle and the fluid is measured using a 1944 x 1536 pixel flat panel CMOS detector.
Using these data it is possible to fully reconstruct the density variations inside the nozzle by combining measure-
ments collected from a complete 360° rotation of the test section in front of the X-ray source. The experimental
error of the vapour volume fraction measurement due to the reconstruction technique and variations in X-ray
intensity is estimated to be ~5%%.

The hydraulic circuit delivers the fuel to the fuel tank at a temperature regulated by a shell and tube
water-cooled heat exchanger. The fuel is then pumped to the test section, and it passes the flow regulator, the
temperature sensor and the pressure sensor prior to entering the nozzle. After leaving the test section, the fuel
pressure and temperature are monitored by another set of sensors, the flowrate is measured by a flowmeter and
the fuel returns to the heat exchanger. The accuracies of the upstream and downstream pressure transducers are
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0.4bar and 0.17 bar respectively; the flowmeter measurements are accurate within £0.1 L/min. A pressure regula-
tor is used downstream the outlet pipes to control the outlet pressure of the test section. Pressure and temperature
transducers are connected to a computer via an A/D converter for data acquisition and monitoring. Fuel temper-
ature was set to 40 °C £ 0.5 °C throughout the experiment.

X-ray Phase Contrast Imaging. XPCI measurements were performed at the 7ID beamline of the Advanced
Photon Source at the Argonne National Laboratory, utilizing a white beam with X-ray energy of 6 keV. Referring
to the beam pulsation mode, the “hybrid mode” was selected, according to which, a group of eight short X-ray
pulses are produced, each one carrying 11 mA, separated by time intervals of 51 ns. The full details of the experi-
mental configuration and the test rig setup is explained in the author’s recent publication®?. The XCPI orifice was
integrated into a hydraulic flow loop identical to the one used in X-ray micro-CT experiments.

The orifice diameter and length were reduced to 1.5 mm and 5.0 mm, respectively, in order on the one hand, to
be able to achieve higher cavitation number values and, on the other hand, to maintain a constant length to diam-
eter ratio. Also the needle tip and the geometry upstream of the nozzle entrance are curved as shown in Fig. 4a, in
order to simulate the real injector geometry more accurately.

A quantity suitable for the characterization of the string dynamical behaviour is the lifetime period, i.e. the
time interval between the string onset and collapse. String lifetime was calculated by assigning a control window
in the nozzle-entrance region and recording the average vapour projected area within it. It is possible for a large
quantity of diverse structures to appear in this region, in addition to coherent, elongated, cavitating vortices.
Hence, a limit was set equal to 30% of the average projected string area, below which it was considered to have lost
its coherence. The limit specified was confirmed by observation of the actual radiographies, since once the area
decreased below the value set, only separated bubble clusters could be discerned in the control window.

CFD. The geometry chosen for the numerical study is a 3D benchmark test case with cavitation forming in the
shear layer inside a step nozzle®. This test condition excludes the complexities involved in formation and merging
of multiple string and cloud cavities in more complicated geometries, which in turn allows us to study the viscoe-
lastic cavitating flow mechanism in a fundamental level and draw unambiguous conclusions.

In order to model the multiphase nature of the flow, a mixture multiphase model is used and the mass and
momentum conservation equations for the mixture phase are:

0 0 .
P (o) _

— 0
ot ox; 4)
Opu,  O(p uu, du. Ou; oT;
pL‘FL:_@'Fi/L“ u1+_1 j
ot Ox; Ox;  Ox;| T 0% Ox ox, (5)

where the last term in the momentum equation represents the source terms from the viscoelastic stress contribu-
tion and the subscript “m” refers to the mixture phase. 1. is the effective viscosity which is the molecular viscosity
plus the turbulent viscosity.

Flow turbulence is modelled using the wall-adapting local eddy viscosity (WALE) model® in which the eddy

viscosity is a function of both local strain and rotation rates:

s ?S ? 32
S )
(Sy85)  + (sijsij) (6)

where the spatial operator L;=min(d,C,,U'?) is defined based on the wall distance d and the constant C,,=0.325.
S; is the strain rate tensor and S;jj is the deformation tensor:

g _ Lfow O
Y 28){j OX;

1
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)
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-4« [ s
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The cavitation model of Schnerr and Sauer® is used which solves a transport equation for the vapour fraction
using a mass transfer rate equation based on the Rayleigh-Plesset equation for bubble dynamics:

O(ap u;
g(ap) + Napw) L. a)i
o Y x, A Ry

P, — P
EM sign(Py — P)

3. )

here « is the vapour volume fraction, p, and p, are the vapour and liquid densities respectively, P, is the vapour
pressure and P is the local pressure and Ry, is the bubble radius (10~°m).
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A constitutive equation for the viscoelastic stress based on the linear Phan-Tien-Tanner®” model is used to
model the viscoelastic fluid. This model is derived based on polymer network theory and assumes the entangled
polymer junctions can be destroyed and re-created by polymer extension and relaxation. As mentioned in SANS
results section, the viscoelasticity reported in solutions containing micelles with similar rod lengths*#° to the
additised fuel composition using the QAS additive, is due to entanglement of the micelles in shear flow condi-
tions. Hence the PTT model is chosen in order to account for the possibility of such networks forming in injector
flow conditions. The dynamic nature of this network is missing from some other viscoelastic constitutive equa-
tions such as the Oldroyd-B or the FENE-P models, so the PTT model is considered advantageous for modelling
the QAS additive fuel blend where entangled micelles may form.

Another advantage of the PTT model is that when the extensibility parameter approaches zero (¢—0), the
Oldroyd-B model is recovered®®. Hence, using small values of ¢, the PTT model has been able to predict the flow
behaviour in solutions with low additive concentrations®*”°. The PTT model has also been used to simulate the
corner vortex development in contraction geometries”"’2, which is another valuable feature of this model as sev-
eral recirculation regions exist in the tested flow conditions.

The equation relates the viscoelastic stress in the bulk of the viscoelastic fluid with the flow strain rate, in
which memory effects are considered through the total derivative term:

Ou, 8‘1]‘

v
ATy + f(tre(7)). = 1

where T is the viscoelastic stress, i, is the polymer viscosity and f(tr(7;) is defined as:

fitr(ry) = 1+ =2 (u(ry)
H an

v
where A is the polymer relaxation time and ¢ is taken 0.02. 7; is the Oldroyd upper convected derivative:

v _ Dy O, du;

Tij ko T Ty
0xy 0%y (12)

The probability of cavitation inception is approximately estimated from the spatial distribution of pressure and

the vapour volume fraction”:
¢inception = ¢(P < PV)d)(a > 0) (13)

where ¢ (P < Py) is the probability that the local pressure drops below the vapour pressure and ¢ (a > 0) is the
probability that cavitation vapour exists in that location.

The grid spacing inside the nozzle is 20 um which is smaller than the Taylor microscale and the grid is refined
gradually to 2.5 pum near the nozzle walls corresponding to y* values of 0.2. Telescopic mesh refinement is used
inside the nozzle to achieve this resolution and hexahedral cells are used everywhere in the computational
domain. The time step is 1ps for the Newtonian case and 0.5 s for the viscoelastic case for temporal discretization
corresponding to Courant-Friedrichs-Lewy (CFL) number of 0.5 and 0.25 respectively. Performance of the tur-
bulence and cavitation model used in the current study for the Newtonian fluid was previously validated against
laser Doppler velocimetry (LDV) measurements of streamwise velocity and magnitude of streamwise velocity
fluctuations inside the nozzle™.

Data availability. The datasets generated and analysed during the current study are available from the cor-
responding author on reasonable request.

References
1. The outlook for energy: a view to 2040. Exxon Mobil http://cdn.exxonmobil.com/~/media/global/files/outlook-for-energy/2017/2017-
outlook-for-energy.pdf (2016).
2. Barker, ], Richards, P, Snape, C. & Meredith, W. Diesel injector deposits - an issue that has evolved with engine technology. SAE
2011-01-1923, https://doi.org/10.4271/2011-01-1923 (2011).
. Barbour, R. H. Method to provide power gain in an engine. US Patent Number US9239000 (2011).
4. Barbour, R, Quigley, R. & Panesar, A. Investigations into fuel additive induced power gain in the CEC F-98-08 DW10B injector
fouling engine test. SAE 2014-01-2721, https://doi.org/10.4271/2014-01-2721 (2014).
. Li, E C,, Yu, B,, Wei, J.-]. & Kawaguchi, Y. Turbulent Drag Reduction by Surfactant Additives. (John Wiley & Sons, 2012).
6. Min, T,, Yoo, J. Y., Choi, H. & Joseph, D. D. Drag reduction by polymer additives in a turbulent channel flow. J. Fluid Mech. 486,
213-238(2003).
7. Yang, S.-Q. Drag reduction in turbulent flow with polymer additives. J. Fluids Eng. 131, 51301 (2009).
8. White, C. M. & Mungal, M. G. Mechanics and prediction of turbulent drag reduction with polymer additives. Annu. Rev. Fluid Mech.
40, 235-256 (2008).
9. Bewersdorff, H. W, Gyr, A., Hoyer, K. & Tsinober, A. An investigation of possible mechanisms of heterogeneous drag reduction in
pipe and channel flows. Rheol. Acta 32, 140-149 (1993).
10. Kim, K,, Islam, M. T, Shen, X,, Sirviente, A. I. & Solomon, M. J. Effect of macromolecular polymer structures on drag reduction in
a turbulent channel flow. Phys. Fluids 16, 4150-4162 (2004).
11. Vlachogiannis, M., Liberatore, M. W., McHugh, A. J. & Hanratty, T. J. Effectiveness of a drag reducing polymer: Relation to molecular
weight distribution and structuring. Phys. Fluids 15, 3786-3794 (2003).
12. Vlachogiannis, M. & Hanratty, T. J. Influence of wavy structured surfaces and large scale polymer structures on drag reduction. Exp.
Fluids 36, 685-700 (2004).

w

wu

SCIENTIFICREPORTS| (2018) 8:7636 | DOI:10.1038/s41598-018-25980-x 13


http://dx.doi.org/10.4271/2011-01-1923
http://dx.doi.org/10.4271/2014-01-2721

www.nature.com/scientificreports/

13.

14.
. Dan, N. & Safran, S. A. Junctions and end-caps in self-assembled non-ionic cylindrical micelles. Adv. Colloid Interface Sci. 123-126,

16.
17.
18.
19.
20.
21.
22.
23.

24.

32: Yang, J. Viscoelastic wormlike micelles and their applications. Curr. Opin. Colloid Interface Sci. 7, 276-281 (2002).
34.
35.
36.
37.
38.
39.

40.
. In, M,, Bec, V., Aguerre-Chariol, O. & Zana, R. Quaternary Ammonium Bromide Surfactant Oligomers in Aqueous Solution: Self-

42.
43.
44.
45.
46.

47.

53.
54.
55.

56.
57.

58.

Anh Tuan, N. & Mizunuma, H. Advection of shear-induced surfactant threads and turbulent drag reduction. J. Rheol. (N. Y. N. Y).
57,1819 (2013).
Liu, C. H. & Pine, D. J. Shear-induced gelation and fracture in micellar solutions. Phys. Rev. Lett. 77,2121-2124 (1996).

323-331 (2006).

Zhang, Y., Schmidt, J., Talmon, Y. & Zakin, J. L. Co-solvent effects on drag reduction, rheological properties and micelle
microstructures of cationic surfactants. J. Colloid Interface Sci. 286, 696-709 (2005).

Chahine, G. L., Frederick, G. E. & Bateman, R. D. Propeller tip vortex cavitation suppression using selective polymer injection. J.
Fluids Eng. 115, 497-503 (1993).

Brujan, E. A,, Ohl, C. D., Lauterborn, W. & Philipp, A. Dynamics of laser-induced avitation bubbles in polymer solutions. Acta Acust.
united with Acust. 82, 423-430 (1996).

Brujan, E. A. A first-order model for bubble dynamics in a compressible viscoelastic liquid. J. Nonnewton. Fluid Mech. 84, 83-103
(1999).

Brujan, E. A, Ikeda, T. & Matsumoto, Y. Dynamics of ultrasound - induced cavitation bubbles in non - Newtonian liquids and near
arigid boundary. Phys. Fluids 16, 2402-2410 (2004).

Lin, Z., Cai, J. J., Scriven, L. E. & Davis, H. T. Spherical-to-Wormlike Micelle Transition in CTAB Solutions. J. Chem. Phys. 98, 5984
(1994).

Won, Y., Brannan, A. K., Davis, H. T. & Bates, E. S. Cryogenic transmission electron microscopy (Cryo-TEM) of micelles and vesicles
formed in water by poly(ethylene oxide)-based block copolymers. J. Chem. Phys. 106, 3354 (2002).

Tamaddon, F. & Alizadeh, M. A four-component synthesis of dihydropyrano[2,3-c]pyrazoles in a new water-based worm-like
micellar medium. Tetrahedron Lett. 55, 3588-3591 (2014).

Angelico, R, Ceglie, A., Olsson, U. & Palazzo, G. Phase diagram and phase properties of the system Lecithin-Water-Cyclohexane.
Langmuir 16, 2124-2132 (2000).

. Eastoe, J. et al. Variation of surfactant counterion and its effect on the structure and properties of Aerosol-OT-based water-in-oil

microemulsions. J. Chem. Soc. Faraday Trans 88, 461-471 (1992).

. Trickett, K. & Eastoe, J. Surfactant-based gels. Adv. Colloid Interface Sci. 144, 66-74 (2008).

. Lif, A. & Holmberg, K. Water-in-diesel emulsions and related systems. Adv. Colloid Interface Sci. 126, 231-239 (2006).

. Grillo, I. In Soft-Matter Characterization (eds. Borsali, R. & Pecora, R.) 723-782 (Springer Netherlands, 2008).

. NSF-DANSE SasView v3.0. 0. http://www.sasview.org/ (2014).

. Dreiss, C. A. Wormlike micelles: where do we stand? Recent developments, linear rheology and scattering techniques. Soft Matter 3,

956-970 (2007).

. Berret, . E, Gamez-Corrales, R., Oberdisse, J., Walker, L. M. & Lindner, P. Flow-structure relationship of shear-thickening surfactant

solutions. Europhys. Lett. 41, 677682 (1998).
Richtering, W. Rheology and shear induced structures in surfactant solutions. Curr. Opin. Colloid Interface Sci. 6, 446-450 (2001).

Liberatore, M. W., Nettesheim, E, Wagner, N. J. & Porcar, L. Spatially resolved small-angle neutron scattering in the 1-2 plane: A
study of shear-induced phase-separating wormlike micelles. Phys. Rev. E 73, 20504 (2006).

Ohlendorf, D., Interthal, W. & Hoffmann, H. Surfactant systems for drag reduction: Physico-chemical properties and rheological
behaviour. Rheol. Acta 25, 468-486 (1986).

Gyr, A. & Bewersdorff, H. W. Drag Reduction of Turbulent Flows by Additives. (Springer Science & Business Media), https://doi.org/
10.1007/978-94-017-1295-8 (2013).

Lu, B. et al. Effect of chemical structure on viscoelasticity and extensional viscosity of drag-reducing cationic surfactant solutions.
Langmuir 14, 8-16 (1998).

Keller, S. L., Boltenhagen, P, Pine, D. J. & Zasadzinski, J. A. Direct observation of shear-induced structures in wormlike micellar
solutions by freeze-fracture electron microscopy. Phys. Rev. Lett. 80, 2725-2728 (1998).

Jindal, V. K., Kalus, J., Pilsl, H., Hoffmann, H. & Lindner, P. Dynamic small-angle neutron scattering study of rodlike micelles in a
surfactant solution. J. Phys. Chem. 94, 3129-3138 (1990).

Rehage, H. & Hoffmann, H. Viscoelastic detergent solutions. Faraday Discuss. Chem. Soc. 76, 363-373 (1983).

Association and Microstructuret. Langmuir 16, 141-148 (1999).

Berret, J.-E, Gamez-Corrales, R., Séréro, Y., Molino, E. & Lindner, P. Shear-induced micellar growth in dilute surfactant solutions.
Europhys. Lett. 54, 605-611 (2001).

Oda, R., Panizza, P, Schmutz, M. & Lequeux, F. Direct Evidence of the Shear-Induced Structure of Wormlike Micelles: Gemini
Surfactant 12—2—12. Langmuir 13, 6407-6412 (1997).

Gavaises, M. Flow in valve covered orifice nozzles with cylindrical and tapered holes and link to cavitation erosion and engine
exhaust emissions. Inernational J. Engine Res. 9, 435-447 (2008).

Andriotis, A., Gavaises, M. & Arcoumanis, C. Vortex flow and cavitation in diesel injector nozzles. J. Fluid Mech. 610, 195-215
(2008).

Bauer, D., Chaves, H. & Arcoumanis, C. Measurements of void fraction distribution in cavitating pipe flow using x-ray CT. Meas. Sci.
Technol. 23, 55302 (2012).

Sun, T, Jiang, Z., Strzalka, J., Ocola, L. & Wang, J. Three-dimensional coherent X-ray surface scattering imaging near total external
reflection. Nat. Photonics 6, 586-590 (2012).

. Duke, D. et al. X-ray imaging of cavitation in Diesel injectors. SAE Int. J. Engines 7, 1003-1016 (2014).
. Mitroglou, N., Lorenzi, M., Santini, M. & Gavaises, M. Application of X-ray micro-computed tomography on high-speed cavitating

diesel fuel flows. Exp. Fluids 57, 175 (2016).

. Koukouvinis, P, Mitroglou, N., Gavaises, M., Lorenzi, M. & Santini, M. Quantitative predictions of cavitation presence and erosion-

prone locations in a high-pressure cavitation test rig. J. Fluid Mech. 819, 21-57 (2017).

. Frang, J.-P. & Michel, J.-M. Fundamentals of Cavitation. (Springer Netherlands). https://doi.org/10.1007/1-4020-2233-6 (2005).
. Karathanassis, I. et al. High-Speed Visualization of Vortical Cavitation Using Synchrotron Radiation. J. Fluid Mech, 838, 148-164

(2017).

Karathanassis, 1. et al. High-speed x-ray phase-contrast imaging of string cavitation in an enlarged diesel-injector orifice replica. In
Proc. 28th European Conf. Liquid Atomiz. Spray Systems (2017).

Pereira, A., Mompean, G., Thais, L. & Soares, E. Transient aspects of drag reducing plane Couette flows. J. Non-Newtonian 241,
60-69 (2017).

Tsukahara, T., Motozawa, M., Tsurumi, D. & Kawaguchi, Y. PIV and DNS analyses of viscoelastic turbulent flows behind a
rectangular orifice. Int. J. Heat Fluid Flow 41, 66-79 (2013).

Zakin, J. L., Lu, B. & Bewersdorff, H.-W. Surfactant drag reduction. Rev. Chem. Eng. 14, 253-320 (1998).

Bewersdorff, H.-W. & Ohlendon, D. The behaviour of drag-reducing cationic surfactant solutions. Colloid Polym. Sci. 266, 941-953
(1988).

Valente, P. C., Da Silva, C. B. & Pinho, E. T. The effect of viscoelasticity on the turbulent kinetic energy cascade. J. Fluid Mech 760,
39-62 (2014).

SCIENTIFICREPORTS | (2018) 8:7636 | DOI:10.1038/s41598-018-25980-x 14


http://dx.doi.org/10.1007/978-94-017-1295-8
http://dx.doi.org/10.1007/978-94-017-1295-8
http://dx.doi.org/10.1007/1-4020-2233-6

www.nature.com/scientificreports/

59. Giudice, F. D., Haward, S. J. & Shen, A. Q. Relaxation time of dilute polymer solutions: A microfluidic approach. J. Rheol. (N. Y. N.
Y). 61, 327-337 (2017).

60. Sou, A., Biger, B. & Tomiyama, A. Numerical simulation of incipient cavitation flow in a nozzle of fuel injector. Comput. Fluids 103,
42-48 (2014).

61. Martin, J., Ooi, A., Chong, M. S. & Soria, ]. Dynamics of the velocity gradient tensor invariants in isotropic turbulence. Phys. Fluids
10, 2336-2346 (1998).

62. Smith, G. N., Brown, P,, Rogers, S. E. & Eastoe, ]. Evidence for a Critical Micelle Concentration of Surfactants in Hydrocarbon
Solvents. Langmuir 29, 3252-3258 (2013).

63. Ceccio, S. L. Friction Drag Reduction of External Flows with Bubble and Gas Injection. Annu. Rev. Fluid Mech 42, 183-203 (2010).

64. Reid, B. A., Hargrave, G. K., Garner, C. P. & Wigley, G. An investigation of string cavitation in a true-scale fuel injector flow geometry
at high pressure. Phys. Fluids 22, 31703 (2010).

65. Nicoud, F. & Ducros, F. Subgrid-scale stress modelling based on the square of the velocity gradient tensor. Flow, Turbul. Combust.
62, 183-200 (1999).

66. Schnerr, G. H. & Sauer, J. Physical and numerical modeling of unsteady cavitation dynamics. In Fourth International Conference on
Multiphase Flow (2001).

67. Thien, N. P. & Tanner, R. I. A new constitutive equation derived from network theory. J. Nonnewton. Fluid Mech. 2, 353-365 (1977).

68. Alves, M. A, Oliveira, P. ]. & Pinho, F. T. Benchmark solutions for the flow of Oldroyd-B and PTT fluids in planar contractions. J.
Nonnewton. Fluid Mech. 110, 45-75 (2003).

69. Poole, R. ], Escudier, M. P, Afonso, A. & Pinho, E. T. Laminar flow of a viscoelastic shear-thinning liquid over a backward-facing
step preceded by a gradual contraction. Phys. Fluids 19, 1-17 (2007).

70. Afonso, A. & Pinho, E T. Numerical investigation of the velocity overshoots in the flow of viscoelastic fluids inside a smooth
contraction. J. Nonnewton. Fluid Mech. 139, 1-20 (2006).

71. Baloch, A., Townsend, P. & Webster, M. F. On vortex development in viscoelastic expansion and contraction flows. J. Nonnewton.
Fluid Mech. 65, 133-149 (1996).

72. Xue, S.-C., Phan-Thien, N. & Tanner, R. I. Three dimensional numerical simulations of viscoelastic flows through planar
contractions. J. Non-Newtonian Fluid Mech. ]. Non-Newtonian Fluid Mech 74, 195-245 (1998).

73. Ran, B. & Katz, J. Pressure fluctuations and their effect on cavitation inception within water jets. J. Fluid Mech. 262, 223 (1994).

74. Koukouvinis, P., Naseri, H. & Gavaises, M. Performance of turbulence and cavitation models in prediction of incipient and
developed cavitation. Int. J. Engine Res https://doi.org/10.1177/1468087416658604 (2016).

Acknowledgements

This research used resources of the Advanced Photon Source, an Office of Science User Facility operated for the
U.S. Department of Energy (DOE) by Argonne National Laboratory under Contract No. 53697. The research
has received funding from the People Programme (IOF Marie Curie Actions) of the European Union’s Seventh
Framework Programme FP7/2007-2013/under REA Grant Agreement No. 300410, City, University of London
and Lubrizol Corporation. The authors also acknowledge the contribution of The Lloyd’s Register Foundation.
Lloyd’s Register Foundation helps to protect life and property by supporting engineering-related education, public
engagement and the application of research. The authors acknowledge the Science and Technology Facilities
Council and ISIS for supplying neutron beam time under the ISIS Collaborative R&D Programme.We would
finally like to thank Prof. George Bergeles for his valuable comments during the preparation of the manuscript
and Mr. Ilias Malgarinos for his support in the CFD code development.

Author Contributions

M.G. was the principal investigator of the Lloyd’s Register Foundation Grant, the EU Marie-Curie Grant
Agreement No. 300410 and Lubrizol research projects at City, University of London and the first supervisor
of the Ph.D and post-doctoral researchers. H.N. performed the numerical simulations and prepared the
manuscript. K.T., D.D. and S.R. designed and performed the SANS experiments. N.M. performed the fuel
quantity measurements and was in charge of designing, manufacturing and measurements with the X-ray
micro-CT device and M.S. was the laboratory leader for the application of micro-CT technique for cavitating
flows. LK. designed and conducted the XPCI experiments and J.W. was the lab leader and contributed to the setup
of the XCPI beam. PK. was the advisor to H.N. and assisted in development of the CFD code. R.B. managed the
discovery and research of the QAS additive in Lubrizol. All the authors discussed the results and reviewed the
manuscript.

Additional Information
Competing Interests: R.B., K.T. and D.D. are full-time employees of Lubrizol. All other authors declare no
potential conflict of interest.

Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and
institutional affiliations.

Open Access This article is licensed under a Creative Commons Attribution 4.0 International

T | jcense, which permits use, sharing, adaptation, distribution and reproduction in any medium or
format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. The images or other third party material in this
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.

© The Author(s) 2018

SCIENTIFICREPORTS| (2018) 8:7636 | DOI:10.1038/s41598-018-25980-x 15


http://dx.doi.org/10.1177/1468087416658604
http://creativecommons.org/licenses/by/4.0/

	Turbulence and Cavitation Suppression by Quaternary Ammonium Salt Additives

	Results

	Surfactant aggregation properties of the deposit control additives. 
	Fuel quantity measurements with the QAS additive. 
	Cavitation volume fraction measurements using X-ray micro-CT. 
	High-flux X-ray phase-contrast measurements. 
	Numerical Simulation of Viscoelasticity Effect on Nozzle Flow. 

	Discussion

	Methods

	SANS. 
	Nozzle Flow Measurements. 
	X-ray micro-CT. 
	X-ray Phase Contrast Imaging. 
	CFD. 
	Data availability. 

	Acknowledgements

	Figure 1 SANS data showing surfactant self-assembly structures formed by the PIBSI and QAS additives at 1,000 ppm.
	Figure 2 Effect of the QAS additive on injector discharge coefficient.
	Figure 3 Quantification of the effect of the QAS additive on cavitation using X-ray micro-CT.
	Figure 4 Characterisation of dynamic behaviour of the cavitating vortex in base diesel and the additised diesel (1000 ppm QAS additive).
	Figure 5 Computational domain and numerical results showing the effect of viscoelasticity on the nozzle flow and cavitation.
	Figure 6 Pressure spectrum and cavitation inception probability for the Newtonian and the viscoelastic fluid.
	Figure 7 Schematic representation of the additive effect on the cavitating vortices, black arrows indicate the cavitating vortices and the red arrow shows the axis of rotation of the vortices, cavitation is presented by the blue clouds and the micelles ar




