Limitations of Microfiltration

To make use of microfiltration’s
fullest potential, its drawbacks and
limitations must be understood. A
major problem is the tendency for
microfiltration to remove aqueous
cleaner constituents. Filter system
manufacturers do not have the
necessary chemical expertise to
identify this problem. Chemical
cleaner manufacturers lack the
necessary knowledge of filter
systems and show little interest,
because it may represent a loss of
revenue for them. This edited
version of a presentation at the 16th
AESF/EPA Pollution Prevention &
Control Conference, held February
13-15, 1995, at Orlando, FL,
presents theory and research
showing that cleaner depletion is
inevitable. Peterson advocates a
cooperative effort between filter
system and cleaner manufacturers
to fully exploit microfiltration
technology. For more on this
subject, see “An Introduction to
Microfiltration of Aqueous Cleaner
Solutions,” by Dave Peterson, in the

April issue of P&SF.

I ing solvents has created a voi

in the area of industrial
cleaning. This void has, in large part
been filled by aqueous cleaning
systems. The use of this alternative
has been an effective substitute,
although it has created environment
problems of its own. These cleaning
solutions become loaded with oils
from sources such as metal-working
lubricants and rust inhibitors. The
resultant oil-rich aqueous solution
may be considered hazardous and ¢
be very expensive to treat, if dispose
of. For this reason, recycling of thes
agueous cleaning tanks is important
for both environmental and economi
reasons.

Currently, the leading candidate to
accomplish this is microfiltration
(often complemented by a skimmer
and/or a coalescer). If used on-line,
this also has the benefit of maintain-|
ing the cleaner at a consistent level
quality. Rather than charging a bath

he phase-out of ozone deplet;
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Fig. 1—Surfactant micelle formations.

performance, microfiltration can
remove oils and keep the bath in a
steady state.

Microfiltration may have limita-
tions of its own, though. By the natu
of its operation, it is possible to
remove certain cleaner components
To understand how this is possible,
is first necessary to understand basi
surfactant chemistry.

Surfactant Chemistry
Surfactants are unique chemicals in
dthat they have two “ends.” One end
the surfactant is polar or water solub
, (known as hydrophilic), while the
other end of the molecule is non-pol
or oil soluble (known as lipophilic).
Because of their structure, surfac-
altant molecules do not exist alone in
solution except at very low concentr
tions, where, even then, they are
usually in pairs or small groups. The|
are ineffective in this form and do ng
display good surface active properti¢
aAs more surfactant is added, the
dyroups grow into a larger organized
> structure known as micelle. The
organization of this structure is such
c that the hydrophilic ends of the
groups are facing outward, and the
lipophilic ends are turned in toward
the center of the micelle (in the case
of a water solution). In an oil base
medium they are oriented just the
opposite. This orientation is natural
bibecause it minimizes the free energy
of the system. (See Figuré)l.

Fig. 2—Solubilization of oil on/in a surfactant
micelle.

When there are enough surfactants
in solution (almost all of them exist in
micellar form), they have reached
what is known as the critical micelle

econcentration, or CMC. This is the
minimum concentration necessary for
a surfactant to display its properties.

t The CMC is often determined

c experimentally through surface

tension measuremertts.

Solubilization of Oil

In an Aqueous Solution

bfSolubilization of oil takes place on or

lavithin the micelle structure. There are
four different areas where solubiliza-

altion can occuf.They are:

1. At the micelle/water interface.

2. Between hydrophilic groups.

a-3. In the palisade layer, between the
hydrophilic and hydrophobic group.
y4. At the inner core of the micelle.

t
2S. Highly polar molecules will

typically reside at the micelle/water
interface. Molecules with mixed
polarities €.g.,a long chain alcohol)
will usually reside within the palisade
layer with the polar alcohol group
oriented outward toward the hydro-
philic end of the micelle. The ratio of
polar to non-polar entities within the
molecular structure will determine the
depth of penetration into the palisade
layer.Longer chain (and typically
less polar) molecules will reside
deeper within the palisade layer.

and observing the steady decline in
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Completely non-polar molecules
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Fig. 3—Mechanism
for microfiltration of
an aqueous
cleaner.

(e.g.,a paraffinic mineral oil) will

reside entirely within the inner core
the micelle. Figure 2 illustrates these
locations.

Oil Removal

It is necessary to understand
micelle structure, formation and
oil solubilization to understand
how microfiltration works in remov-
ing emulsified oil from solution. The
size of the surfactant micelle will
grow to some extent as oil and
contaminates are solubilized by then
The micelle structure typically is ver
stable, because of the natural “desir
of the system to be at its lowest poir
of free energy. Because of this, the
emulsion created is very stable and
will not separate through convention
means (quiescent tank or coalescing
equipment). It is, therefore, the job g
the microfilter membrane to remove
this emulsified oil through exclusion,
The filter will not allow micelles that
are larger than the nominal porosity
the filter to pass through to the
permeate stream. Those micelles th
have solubilized oil within them are
larger, and therefore have a greater
tendency to be retained on the
concentrate side of the filter. Figure
better illustrates this.

Surfactant Removal

A general relationship can be inferre
between the porosity of filters and th
molecular weights they will remove.
For instance, if ultrafiltration is in the
range of 0.005 to 0.1 microns, this
would be roughly equivalent to an
approximate molecular weight range
of 10,000 to 200,000. The range for
microfiltration (0.1-5 microns) would
roughly approximate molecular
weights of 200,000 to more than 1
million.

Considering these porosities and
pfmolecular weights, there could be
> cause for concern that some additive

may be removed from solution.
Certain additives are included that
serve the function of dispersing and
suspending contaminants to keep
them from redepositing on the
workpiece. Many times these addi-
tives will be in the form of a sodium
salt of a maleic/acrylic acid copoly-
mer® The molecular weights of these
copolymers can range from about
n.15,000-150,000. Considering this, it
is reasonable to believe that some
e'would be removed below membraneg

t porosities of 0.1 micron.

Surfactants are another cause for

concern. If they existed singularly in
akolution, there would never be reasd
to believe any would be removed,

f based solely on their molecular
weights. Molecular weight ranges fo
various subclasses of typical anionig
and nonionic surfactants can be fou

ofn Table 1.

Table 1
Approximate Molecular Weight Ranges
For Various Classes of Surfactants

A

Surfactant Type Approximate MW

3| Phosphate Esters 500
Sulfonates 300-500
Sulfates 300-500
Nonylphenols Ethoxylates 600-1,500

Alkoxylated fatty alcohols 600-1,000
Block Copolymers 4,000-8,000

D O

Given this, the smallest porosity
ultrafilter would not remove even the
largest of the surfactants if they
existed alone in solution. Surfactant
however, exist in groups known as
micelles. The number of individual
surfactants within a micelle is called
its aggregation numbein general,
the greater the dissimilarity between
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Fig. 4—Nonionic structure in an aqueous solution

larger the aggregation number. This is
understandable from the point of

2gninimizing the free energy of the
system. As an example, an increase of
the lipophilic chain on a surfactant in
an aqueous solution will increase the
aggregation number of the micellar
system. An increase in the hydrophilic
chain will cause a decrease in the
aggregation number in an aqueous
solution. In general, anionics tend to
have smaller aggregation numbers
than nonionics.

Aggregation Numbers
Some reference to aggregation
numbers can be found in the litera-
ture® The aggregation numbers stated
are often for a single surfactant at
nroom temperature with no other
organics or electrolyte present. Under
these conditions, aggregation numbers
r for anionics will typically be in the
range of 25 to 50 in water. Nonionic
ndaggregation numbers can vary much
more widely, depending on their
structure. Those that would be found
in an aqueous cleaner may be in the
range of 100 to 500.

The above numbers show how the
molecular weight of a micelle will
grow in solution. This does not reflect
the true nature of the situation,
though, because the conditions above
are not typically found in an agqueous
cleaner. Those conditions will
generally involve high temperatures, a
high electrolyte loading caused by
inorganic builders, mixtures of
surfactants and surfactant types, and
the presence of hydrocarbons (from

5,the contaminants being removed).
These factors will significantly affect
the aggregation numbers of the
surfactants, usually increasing them.
While temperature does not have an
important role in anionic micelle

the surfactant and the solvent, the

aggregation, it is very significant to
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nonionic aggregation numbers. As t
temperature of the solution is in-
creased, the aggregation number
continues to grow. The ethylene oxig
chain on the nonionic starts to
straighten out, which eliminates the
effect of hydrogen bonding with
water. This is what keeps the surfac
tant in solution. (See Fig.’.

As the temperature increases, mo
surfactants “join” the nonionic
micelle to keep it in solution. At a
temperature called tredoud point,the
surfactant micelles are so large that
they start to come out of solution an
make the liquid turbid (therefore, the
name “cloud point”). Figure 5
illustrates the increase in aggregatio|
number vs. temperature for a particy
lar nonionic surfactarit.

The presence of an electrolyte mo
significantly influences anionic
surfactants by causing an increase i
aggregation number. This may doub
or triple the aggregation number. Th
literature is unclear on how an
electrolyte affects the nonionic
surfactants. In some cases, the
aggregation number is increased;
other times it is decreased.

The presence of hydrocarbons fro
metalworking fluids is almost a
constant condition. As the micelle
(anionic or nonionic) solubilizes thes
contaminants, the aggregation numk
will rise, resulting in a larger micelle.

Many aqueous cleaners will conta
both anionic and nonionic surfactant
often more than one of each. They
will go into solution to form what are
known asmixed micellesThese will
contain two or more surfactants. The
resulting aggregation numbers will

also be influenced in some way by allresidue. It can be expected that, whg

the above conditions, likely creating
mixed micelle larger than the indi-
vidual surfactant micelle.

When examining these aggregatio
numbers, one thing becomes evi-
dent—the nonionic micelles and the
anionic/nonionic mixed micelles can
get very large. As Fig. 5 shows,
aggregation numbers can easily be i
the thousandshis would produce
molecular weights in the millions
for the aggregate micelle. This size
could easily be removed by some
microfiltration, and even more so by
ultrafiltration.

A particular area for concern is the

use of microfiltration with spray wash

cleaners. Many of these cleaners arg
formulated with nonionics to mini-

il

Fig. 5—Surfactant
aggregation number vs.
temperature.

j cally used above their cloud point to
further minimize foam generation. T
operate a microfiltration unit in the
nregion of 0.2 microns or less in this
-application would certainly appear ta

be an area where much surfactant
stemoval could occur.

nExperimental Data

[esSome work has been done within

e Modine Manufacturing Company,
Racine, WI, to further test these
concerns. A bench-scale pilot
microfiltration system was built to ru

The first indication that there might
mbe surfactant removal appeared whe

evaluating the first trial run of the

pilot system. Used cleaner was
ereceived from a manufacturing
giacility and tested per the EPA

standard method for Oil and Gredse
nThe gravimetric procedure involves
sacidification (pH<2) of the sample,
then serially extracting it in a
separatory funnel with Freon 113. T
Freon fraction is then isolated and
heated to evaporate the sample dow
to the non-volatile oil and grease

ausing the relatively polar solvent
(Freon 113), much of the surfactant
would be removed as well. For this

nreason, a virgin cleaner sample was|
tested along with the “before” and
“after” filtration samples. The origina
intention was to use this as a “blank
to subtract from the results. Table 2

nlists the results (without subtraction
the “blank”).

Table 2

Oil & Grease Results
From Microfiltration Testing

Sample Oil & Grease (ppm)
Used cleaner 336
Virgin cleaner 88

| 0.2 micron permeate 62
0.05 micron permeate 44

mize foaming. These are then typi-

84

both new and used cleaner samples,

Note that the “used” cleaner had been
b used for a period of time, but was not
considered to be “waste” cleaner in
need of dumping. One could expect
much higher numbers on a very old
cleaning solution.

The results listed in Table 2 show
the following:

» The virgin cleaner sample has a
significant amount of “oil and
grease.” Because there was no oil in
the sample, this would have to be
interpreted as surfactant only.

* The permeate samples show a lower
2n “oil and grease” level than that of
the new cleaner sample, indicating
there has been some loss of
surfactant (30% and 50%, respec-
tively of the virgin cleaner that is
Freon extractable).

It was then decided that more work
would be required to isolate and
neconfirm surfactant amount. The first

step involved thin layer chromatogra-
nphy to determine what solvents would
extract the surfactants present. It was
erdetermined that the surfactants
could be isolated and quantified by
infrared chromatography. Next,
virgin cleaner was run through the
pilot microfiltration system. Figure 6
shows percent loss of surfactant as a
| function of membrane porosity at
room temperature. The percent of
surfactant loss was nearly the same as
bfthe previous test.

Used cleaner was then run through
the same porosity filters to determine
efficiency of oil removal. This time,
the test method involved a hexane
extraction. This nonpolar solvent was
effective in extracting the mineral-oil-
based lubricant, while leaving most of
the surfactant intact. Figure 7 shows
the percent oil removal efficiency vs.
filter porosity at 23C (73°F). Figure

8 shows the same at 66 (150°F).
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Fig. 6—Surfactant loss vs. membrane porosity.

It should be noted that the 0.05 an
the 0.2 micron permeate produced &
very clear-looking solution. Porositie
above this level produced gradually
cloudier solutions. Also, an increase
in temperature gave an increase in g
removal efficiency of 5-6 percent.
This correlates with the surfactant
theory presented earlier: That as the
temperature increases, the size of th
micelle increases, which would
explain the increase in removal
efficiency. Although it was not tested
it would be expected that surfactant
loss would follow a similar trend,
because one nonionic surfactant wa|
present.

Additional testing has been done
with other alkaline cleaners, confirm
ing that these effects are not isolate
to that cleaner alone. Other cleaners

tested may not necessarily follow thée

same percentage of surfactant
removal, although there is no doubt
that surfactant loss is occurring.

Minimizing the Effects
Microfiltration has too much to offer
from the standpoint of waste minimi-

zation and quality improvement to be

ignored. A great deal of waste clean
volume can be eliminated with this
technology. Quality improvement is

Fig. 7—Oil removal efficiency vs. filter porosity (room temperature).

drealized because the bath is main-
tained in a consistent state, minimiz
sing the “sawtooth” effect of charging
a fresh bath and watching its quality
decline until it is ready to be dumped
ilagain.

Modine, therefore, set out to
determine how it might best use this|
technology, given that surfactant

eremoval is necessary to achieve goq
oil removal. Two paths were chosen

, 1. To maximize oil removal efficienc
while minimizing surfactant
removal. Figure 9 illustrates this
approach. Both surfactant remain-
ing and oil removal curves are
plotted vs. percent on the same
graph. The point at which these tw
curves intersect is defined by the
author as theptimal porosity A
membrane pore size should be
chosen near to this optim@brosity.

. To consolidate aqueous cleaners
and focus on formulating the highe
volume cleaners in-house. There &
several advantages to this approa
of which the primary is control of
the process tank. If Modine made
the cleaner, it could test and
rejuvenate it, if the surfactant
removal appeared to be significan

2

Another advantage was the removal
of silicates from the cleaner. Sodium
metasilcate will exist as a colloidal
precipitate in solution and affect the
1l membrane, causing blinding and

plugging?® The third advantage was

the cost savings incurred by bringing
this function in-house. Typical
savings amounted to 40-50 percent.

d

- Conclusions
Microfiltration appears to be the best

y technology available for the removal
of emulsified oil from aqueous
cleaning solutions. When used in
conjunction with skimmers and
coalescers, the useful life of these
solutions can be greatly extended.

0 The mechanism by which
microfiltration works will cause the
removal of surfactants and possibly
other components. The exclusion of
emulsified oil by the membrane will
at least cause the removal of the

srsurfactants emulsifying that oil. Many

areleaners will experience partial
clsurfactant removal even without the
presence of oil because of grouping of
the surfactants in structures called
micelles. Some of these micelles can
be larger than the porosity of the

I membrane, which causes their

enough to have deleterious effects

.removal.

Fig. 8—Oil removal efficiency vs. filter porosity (|

May 1995

65 °C).

Fig. 9—Method of choosing microfilter porosity.
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Modine has been able to apply a
number of disciplines to investigate
this problem. A good deal more work
can be done in these areas, though.
Cleaner and surfactant manufacture
could stand to benefit from research
in this area, particularly if done in
conjunction with filter system
manufacturers.

First, the parameters that cause
surfactant removal need further
investigation. How do the various
conditions of an aqueous cleaner
affect the micelle size? For what
categories of surfactants are those
conditions true? Do surfactants withi
these sub-groups behave the same
are there differences between indi-
vidual surfactants?

Even the largest surfactant manu-
facturers have very limited data
regarding micelle structure and size|
The examination of these paramete
is considered to be “academic” and,
therefore, very little time or resource
are devoted to its study. The param-
eters for the data that do exist are
typically for conditions not similar to
those found in an aqueous cleaner
with regard to temperature, electro-
lyte, oil loading, etc. The surfactants
they manufacture and sell could hay,
more research into these other
conditions to assist the cleaner
manufacturers in their selection.
Surfactant manufacturers could also

different micelle structures that coulg
be more resistant to removal.
Cleaner manufacturers who ignore
microfiltration because of the risk of
rdower sales volumes are not looking
beyond the short term. Manufacture
willing to embrace this technology
may not experience a downturn in
business for two reasons. First,
through establishing themselves as
leader in this field, they could find
themselves building a larger custom
base. Second, many businesses wo
likely be willing to pay a premium for
a cleaner system that would allow
nthem to go much longer between
ptank dumps. For both reasons,
microfiltration could be a great
benefit for those cleaner manufactur,
ers that embrace this technology.
Other manufacturers who ignore
microfiltration could experience a los
sof business to those more skilled in
the technology. History has shown
sthat those willing to embrace new
ideas have survived and even flour-
ished in times of revolutionary
change. This is such a time in the
field of industrial cleaning, and thoseg
who ignore history are likely doomeg
to repeat it.o
e
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