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Abstract

In situ iron removal is conducted routinely in a number of European countries. A volume of oxygenated water is injected, and
subsequently a larger volume of ground water can be pumped with a lower iron concentration than is found in native ground water.
The underlying reaction mechanism has not been well described so far, and the process has not been modeled quantitatively. The
essential problem is how the electron transfer takes place between the dissolved oxygen in injection water and the dissolved iron
in ground water. An intermediate reaction step, involving cation exchange of ferrous iron and subsequent oxidation by oxygen of
injection water, explains the efficiency increase during the initial cycles and the absence of clogging by precipitated iron-oxyhy-
droxide. A hydrogeochemical transport model has been used to model column experiments with good results. The gquantif’lcation
of the reaction mechanism allows the assessment of operational conditions. For example, it can be shown that increasing the oxi-
dant concentration in the injected water has an insignificant effect when exchangeable ferrous iron is low.

Introduction

In situ iron removal has proven to be a viable technique for
diminishing the iron concentration in ground water. The technique
involves a cyclic injection of oxygenated water into the aquifer, and
withdrawa of injected water and ground water in which iron (and
manganese) concentrations are lower than in the native ground
water. It is applied in a number of European countries (Hallberg and
Martinell 1976; Rott et al. 1978; Booch and Barovich 1981; Van
Beek, 1980, 1983; Rott and Lamberth 1993; Meyerhoff 1996).
The lower iron concentrations are beneficial since further water treat-
ment can be abated or sometimes even omitted.

The gross chemical mechanism of in situ oxidation appears to
be simple, in that a given amount of oxidant is injected, and is con-
sumed by reduced substances in the aquifer. The redox balance must
apply to amounts of oxidants and reductants. The problem is how
the dissolved oxidant (such as 0,) in injected water reaches the dis-
solved reductant (Fe2*) in ground water, while the latter is being dis-
placed during injection. The essence of in situ treatment is, in fact,
that iron removal continues even after the complete withdrawal of
the injected water. Severa reactions have been proposed to explain
the extended reaction, but the chemical consequences and rela
tionships have not been calculated or fully explored.

The mechanisms and their implications are presented here. The
most probable reaction has been incorporated in the hydrogeo-
chemical transport model PHREEQC (modified from Parkhurst
[1995]), and the model is used to simulate the column experi-
ments of Olthoff (1986, 1988). The mechanism, based on the oxi-
dation of exchangeable Fe?*, explains the initial increase of effi-
ciency during successive cycles and the absence of clogging during
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operation. The model is aso able to indicate how operationa con-
ditions can be improved, for example, where it might be prof-
itable to increase the oxidant concentration in injected water.

Reaction Stoichiometry and Process Efficiency
The oxidation of dissolved ferrous iron with oxygen follows
the reactions:

Fe* 5> Fe3* + e (1)
O,+4H*+4e — 2H,0 2

The resulting ferric iron is highly insoluble and precipitates read-
ily as an oxyhydroxide such as goethite or lepidocrocite:

Fe* + 2 H,0 — FeOOH + 3 H+ 3)
The precipitate can adsorb additional Fe?*:
x Fe* + FeOOH — FeOOH, _ Fe, ®*¥* +y H+ )

where x and y are the stoichiometric coefficients for Fe2* sorption
and H+ release (the value of X is discussed later).

The solubility of O, at 0.2 atm in water at 10°Cis11 mg/L or
0.35 mmol/L (mM). It follows from Reactions 1 to 4 that 1 L with
0.35 mM 0, can remove iron from 4( 1 + x) L ground water with
0.35 mM Fe2+ (19.5 mg Fe?*/L). The redox balance for in situ iron
removal consists similarly of the amount of oxidant that is injected
and the amount of oxidation that has taken place.

The amount of injected oxidant is

Vinj
OXin = f V; Ci dv (5)
0

where v; gives the electron-equivalents per mole reduction of i (vo,
= 4 according to Reaction 2),¢; is the concentration of i (mM), and
V-mj is the injected volume (m?). Part of the injected oxidizer is with-
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drawn again when the operation switches to pumping. The con-
sumed oxidant equals

Vaw

OX ey = OX;, — fo v, C; dV ©)

where ng is the extracted volume of ground water (m3).
It is balanced by the decrease of reductants:

Vew
21 Vi (Cj,0 —C)dv+ Ekvk( Qo — Gi) Vox
inj
(7

Red

react

where c; is the concentration of reductant j in pumped ground
water (mM), ¢; , is the concentration in pristine ground water, V
is the oxidized ‘pore volume of the aquifer (m3) in which Qo isthe
averaged initial concentration of solid reductant k (mmol/L pore
water), and q, isthe averaged final concentration. The reaction of
the solid reducers k may be deduced from changes in water com-
position. For example, the oxidation of pyrite can be manifest in an
increase of the sulfate concentration. Otherwise, if sulfate is sorbed,
the reaction of the components k must be a lumped parameter
deduced from electron balance, Ox ., = Red,,..- The occurrence
of sorption of Fe2* on newly created sites (Equation 4) also com-
plicates the construction of the redox balance.

The efficiency of the process is defined to be the volume of
ground water recovered until G reaches a maximum concentration
divided by the volume of injected water:

E=Vy,/ Vi ®)

The efficiency can be related to the reaction stoichiometry. For oxy-
gen and iron (reactions 1 to 4), it becomes specifically

E =4 COZ (1 - Oxout - Rk) (1 + X)
Cre2+ o — Cpa+

®

where Ox , is the fraction of oxygen which is pumped out again and
R, is the fraction of oxygen used for oxidation of nonferrous chem-
icas. In the aquifer the fronts spread out due to dispersion and the
combined effects of transport and reaction. The concentration of iron
will therefore increase gradually in the well on pumping, and the
efficiency depends on the limiting concentration of Fe?* where anew
run is started with the injection of oxygenated water. Figure 1
shows the increase of Fe?t concentrations for a case in The
Netherlands (modified from Van Beek [ 19801). With each cycle 1000
m? of oxygenated water are injected and about 7000 m?3 are pumped.
The ensuing runs show a delayed rise of the iron concentration in
the pumped ground water. In other words, the process efficiency
increases with the number of runs. The increasing efficiency in suc-
cessive runsisacommon feature of in situ iron removal.

Contact of Fe2+ and Oxidant

Several theories have been advanced on in situ iron removal,
and specifically, how the electron acceptor in injection water con-
tacts dissolved Fe?* in ground water. Boochs and Barovich (198 1)
considered the effects of mixing at the injection front dueto phys-
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Figure 1. Iron concentration in ground water as function of pumped
volume and number of injections of oxygenated water (modified
from Van Beek [1980]).

ical dispersion. Their theory implies that the efficiency is equa to
the mixing ratio of ground water and injection volume. It requires
an unreasonably large dispersivity since observed efficiencies of five
and higher must be explained by a mixing ratio of five and higher.
For example, if the injected volume travels 10 m from the well, it
must mix with water up to 50 m (in the case of linear flow). This
implies that the dispersivity should be about 50 / 3~ 17 m, which
is high. This theory cannot explain why efficiency increases dur-
ing successive runs.

Hallberg and Martinell(1976) and Rott and Lamberth (1993)
suggested that bacteria play a decisive role in the process. The
repeated injection of oxygenated water and withdrawa of reduced
ground water supplies nutrients and creates favorable growth con-
ditions for microorganisms. Increase of efficiency with succes-
sive runs was related to growth of the bacterial community. This the-
ory implies that the microorganisms are able to take away and
store the oxidant, and to use it again when flow is inverted and the
iron-containing ground water flows by. It requires changes in the
oxidation state of organic matter, and organic matter reactions
must be invoked to capture a considerable part of the oxidant. A large
proportion of oxidant isindeed consumed by organic matter when
nitrate is the oxidizer (Vanek 1990). However, the reaction of
organic matter is less conspicuous when oxygen is used (Van Beek
1983). Furthermore, it can be expected that the growth of the bac-
teria population delays the onset of iron removal, whereas the
process is observed to start immediately during the first run (Van
Beek 1983). Olthoff (1986) has performed a series of column
experiments (discussed later), and observed only a small effect
on the efficiency of in situ iron remova when hypochlorite was
injected to sterilize the column.

Van Beek and Vaessen (1979) were the first to propose that
Fe?*, sorbed on iron-oxyhydroxide in the aguifer, may become
oxidized by the injected oxidant. The resulting Fe3* precipitates and
forms a new layer on the existing iron-oxyhydroxide, which is
able to sorb Fe?* from ground water when flow is reversed. The posi-
tions of the concentration fronts according to this theory are illus-
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Figure 2. Concentration fronts of oxygen and iron during in situ
iron removal with oxidation of exchangeable Fe2*, (a) 0, front and
extent of injected water at the end of injection. (b) Solute Fe* fronts
at the beginning and end of extraction.

trated in Figure 2. The reactions and the front positions can best be
understood going upstream from the injection water front.

Firg, cations from the injection water exchange with Fe?*
from the exchange sites. In solution Fe?* reacts with oxygen, oxi-
dizes to Fe3* and precipitates as iron-oxyhydroxide. Oxygen is
retarded since it is consumed by the reaction. The oxygen front there-
fore lags behind the injection water front (Figure 2a), and Fe2*
remains in solution between the oxygen- and the injection water
fronts (Figure 2b).

The exchanger is devoid of Fe2* where the ground water con-
tains oxygen. During pumping, ground water with Fe?* passes the
depleted exchanger and iron is sorbing again. Thus, the iron front
lags behind the ground water front, and ground water without iron
can be pumped until the Fe?* front arrives at the well (Figure 2b).

This theory demands that the ratio of sorbed and solute iron is
at least equal to the efficiency. Van Beek and Vaessen (1979) did not
perform the calculations to assure that this can be the case and
assumed that only iron-oxyhydroxide would be active as sorber for
Fe?*. Eichhom (1985) (cited by Meyerhoff [ 19961) suggested that
the cation exchange capacity of the sediment (which includes clay
minerals and other exchangers besides iron-oxyhydroxide) is also
available for exchange of Fe?+.He did not calculate how much
exchangeable Fe?* is available.

Theincrease in efficiency was related by Van Beek and Vaessen
to the initial consumption of oxidant by other reductants than Fe?*,
and to the increase of iron-oxyhydroxide during successive cycles.
However, the oxidation reaction of sorbed and exchangeable Fe?*
during in situ iron removal can explain, by itself, the observed effi-
ciency increase that is shown in Figure 1. When the injection of oxy-
genated water is resumed before the iron concentration in ground
water in the well reaches the level of the foregoing run, the
exchanger is not refilled with Fe2* to the previous level. The
smaller amount of exchangeable Fe?+ alows the oxygen to pene-
trate further into the aquifer, and to create alarger oxidized zone,
which in turn can sorb FeZ+ from a larger volume of ground water.

1 4
Starting 3 8-2
Point E 04 +
0.2+ (a)
0 ; ,
0 10 20
1.2
14+
= 08 ¢+
_ En.d 2 06+
Injection1 €4+
é O.g T I (b)
0 10 20
1.2
1
= 0.8
End g 0.6
Extraction 1 € g4
- 0-(2) _ (©
0 10 20
3.2
14+
= 0.8 +
End g 061
Injection 2 € 0.4 4+
—_— 0.2 + @
0
0 10 20

Distance from well, m

Figure 3. Profiles of total exchangeable and sorbed FeZ* during the
first two cycles of in situ iron removal. (a) Concentration of sorbed Fe2*
in the prigtine aquifer. (b) Concentration profile after the first injec-
tion of oxygenated water. (c) The exchange complex is not completely
refilled with Fe* at the end of the first extraction. (d) Less sorbed Fe?*
near the well permits the oxygen to enter the aquifer further with the
second injection.

The process isillustrated in Figure 3, where the sorbed Fe?*
concentration is shown as function of distance to the well during the
first two cycles. Initidly, the aquifer exchanger contains uniformly
1.05 mmol Fe?*/L pore water in this example (Figure 3a). At theend
of the first injection the sorbed Fe?* concentration is zero in an oxi-
dized zone near the well (Figure 3b). Subsequently, ground water
is extracted until the iron concentration reaches a limiting value in
the well and the first cycle ends. The sorbed iron profile is given in
Figure 3c, and it will be noted that it is different from the initial, uni-
form profilein that lessiron is sorbed near the well. During the sec-
ond injection, oxygen can enter a few meters further into the
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aquifer and create a larger oxidized zone (Figure 3d). The larger oxi-
dized aquifer volume permits more sorption of iron and consequently
longer extraction is possible before the iron concentration in the well
reaches the limit. The efficiency increase is therefore connected to
the transient character of the operation in the initial stages.

It may be noted that the profile shapes of solute and sorbed Fe?*
at the end of the injection stage are not identical in Figures 2b and
3b. Between the injected water front and the oxygen front, the
solute FeZ* concentration is lower than in the pristine ground water
(Figure 2b). However, in that part, the exchangeable concentration
remains about equal to the original concentration in the aquifer
(Figure 3b). The reason is that the Ca* concentration has decreased
markedly in the oxygenated zone where it has exchanged with
Fe?*, Thus, Ca?* offers less competition for the exchange sites
and the concentration of FeX, does even increase after the oxygen
front despite the lower Fe2+ concentration in solution.

Rott et a. (1978) hypothesized that sorption of oxygen on
aquifer sediment occurred and enabled contact with dissolved iron.
The oxygen would be released when iron-containing ground water
passed the sorption sites when flow is reversed. The theory may pro-
duce results that are indiscernible from oxidation of sorbed Fe2*
(Aleksgiew and Kommunar 1983). However, sorption of oxygen on
aquifer sediment is not well documented, and this theory has not
been considered here.

Exchange and Sor ption of Fe2*

The remarkable operational success of in situ iron removal can
probably be explained by the oxidation of exchangeable and sorbed
Fe?*. However, this process has not been quantified yet. Exchange
of FeZ* can be calculated with equations given by Appelo and
Postma (1993). The relative importance of iron-oxyhydroxide as a
sorbing agent for Fe?* can be estimated using data on hydrous
ferric oxide (HFO, or goethite) (Dzombak and Morel 1990). Assume
a sandy sediment with bulk density p, = 1.8 g/cm?, porosity &,, =
0.3, cation exchange capacity (CEC) of 1 meg/IOOg, and 100 mg
Fe per kg sediment in the form of goethite. Laboratory goethite has
0.2 mol weak sorption sites per mol HFO, which trandate to p, /e,
X 0.2 X100/55.85 = 2.14 mmol weak sites/l pore water. There are
aso 0.005 mol strong sites per mol HFO, or 0.05 mmol/l pore water.
A proportion of the HFO sites and of the exchange complex will be
occupied by Fe2*, depending on the other ions in solution and on
the sorption/exchange constants.

Exchange constants can be obtained from Appelo and Postma
(1993, Table 5.5). Binding constants for Fe?* sorption on HFO have
not been determined, as far as we know. However, the constants can
be estimated with a linear free energy relation. According to guide-
lines provided by Dzombak and Morel (1990, Table 10.5) log K's
for the reaction

= SOH + Fe?* <> =SOFe* + H+ (10)

are expected to be 0.7 and -2.5 for strong and weak sites, respectively.

The hydrogeochemical computer model PHREEQC (Parkhurst
1995) was used to calculate for a3 mM Ca(HCO,), solution with
0.1 mM Fe?* at pH = 7.0 and 25°C, that exchangeable FeX, is0.3 1
mM, and that 5% of the weak sites and 100% of the strong sites on
HFO are occupied by Fe?*+ (0.14 and 0.05 mM respectively). The
input file for PHREEQC is given in the Appendix.
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The calculated concentrations of exchangeable and sorbed
Fe?* will change in proportion with CEC and HFO. Sorption on
HFO accounts initially for 38% of total exchangeable Fe?* in the
previous example. With each cycle a maximum of 0.5 mM HFO pre-
cipitates, which adds additional sorption sites and alows for an
increase of efficiency. It will also be clear that solution parameters
influence exchangeable and sorbed Fe?*. Halving of the Ca(HCO,),
concentration will more than double the concentration of exchange-
able FeX, (more than double, because a lower akalinity gives
less Fe?* complex in solution). An increase of pH will greatly
favor sorption of Fe2* on HFO. For example, a pH increase from
7 to 8 will increase the percentage of weak sites occupied by Fe?t
from 5% to 30%. This increase is related to the decreasing positive
charge on HFO when the point of zero charge (PZC = 8.3) is
approached from lower pH. Thus, the value of x in Equation 4 is
variable and depends on solution composition.

Front Retardation and Efficiency

It has been often proposed to use pure oxygen to obtain higher
concentrations of oxidant in the injection fluid and to attain a
higher efficiency, as is suggested by Equation 9 (Meyerhoff 1996).
However, the oxidation of exchangeable Fe?*+ as an intermediate in
the reaction leads to front retardation and imposes a limit on the max-
imal attainable efficiency. This interesting consequence has gone
unnoticed o far.

Suppose that in the previous example with 0.5 mM exchange-
able and sorbed Fe?+, water isinjected with an oxygen concentra-
tion of 0.5 mM electron equivaents. The oxygen front will then
show aretardation of R =1 + Ag/Ac = 1 + 0.5/0.5 = 2. Half of the
injected oxygen is not used to oxidize Fe?*, but will be pumped out
again. The amount of oxidized exchangeable Fe?*, divided by the
iron concentration in ground water, yields an efficiency of 2.5.
The retardation of the oxygen front becomes R = 1.5 when the oxy-
gen concentration is doubled. The efficiency now increases to
1/1.5X 5 = 3.3, or only 4/3 higher than beforehand, whereas
Equation 9 suggests that the efficiency would increase by a factor
of 2. The reason is that (in Equation 9) an increase of Co, is accom-
panied by an increase of Ox . The efficiency can probably better
be improved in this case by optimizing the well arrangement, for
example, by installing separate injection and pumping wells to
prevent the last part of the oxygenated water being withdrawn
without reaction.

Kinetics of the Oxidation Reactions

The kinetics of oxidation of solute Fe** by oxygen increase with
the square of the OH- concentration with pH > 5 (Singer and
Stumm 1970). The oxidation is essentially complete within an
hour a pH = 7, and 91% complete within 24 hours at pH = 6. The
reaction produces protons according to Reactions 1 through 3,
which slow down the rate when the solution is unbuffered. The other
common reductants in aquifers are pyrite and organic matter for
which rate equations are a so known (Williamson and Rimstidt 1994;
Appelo and Parkhurst 1998). The rates for pyrite and organic mat-
ter are much dower, and oxygen injected in an aquifer will pref-
erentially consume Fe?*. The fast rate of the exchange reaction, and
of Fe?* oxidation with oxygen when pH is above 6.5, permit use of
the loca equilibrium assumption when the flow velocity is less than
about 300 mlyear.



Model Calculations of Olthoff’s (1986) Experiment

Olthoff (1986) performed column experiments to assess the
relationship between efficiency and the limiting iron concentration
for which the cycle of injection and pumping is completed. Twelve
columns, each with alength of 2.4 m and a diameter of 18 cm, were
filled with sand and coupled in series. One cycle involved the
injection of 150 L of water at 25 L/hour, arest period of 16 to 20
hours, and the withdrawal of water at 12.5 L/hr until the iron con-
centration reached a threshold level of 1 mg/L. Dissolved iron
was analyzed in the column during recovery in the 24th cycle. The
material properties of the sand are given in Table 1. Note that the
iron content of the sediment is quite high, and that it will be an
important sorber compared to the relatively low CEC of 0.8
meg/I00g. The water composition is shown in Table 2. The injec-
tion water has the same composition, but it contains 10.5 mg oxy-
gen/L and no iron.

The experiment has been modeled with the hydrogeochemi-
cal transport model PHREEQC, version 2 (Parkhurst and Appelo
1997, 1999). The model includes dispersion (dispersivity was 10
cm according to Olthoff (19861). The pore water flow velocity dur-
ing injection was 20 km/yr, which is too high for local equilibrium
for exchange and redox reactions. Olthoff (1986) noted that the effi-
ciency increased in his experiments when the flow velocity was
decreased, which also points to nonequilibrium conditions.
However, it was assumed that the rest period of 20 hours would be
sufficient to reach at least near-equilibrium, and only equilibrium
caculations were done. The amount of sorption sites on iron-
oxyhydroxide in the sediment is not known; it is probably not iden-
tical for the amorphous and the crystalline oxides. The total num-
ber of sites was therefore used as a fit parameter. The number of
weak sites and strong sites was 0.066 and 0.00165 per mol total
iron, respectively.

The model results are compared with Olthoff’s datain Fig-
ure 4. The C/C, = 0.5 front for dissolved iron has penetrated 5.1 m
in the column after the injection of oxygenated water. The corre-
sponding profileislabeled with “3 L” in Figure 4, indicating that
3 L were pumped out before the first sampling was performed. The
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Figure 4. Dissolved iron as a function of distance and recovered vol-
ume in Olthoff’s (1986) column experiment on in situ iron removal.
Dotted lines indicate experimental results from Olthoff; thick lines are
model smulations. The labels with the profiles indicate the liters
pumped from the column after 150 L oxygenated water had been
injected.

Table 1
Properties of Sand Used by Olthoff (1986)
Column 1-2 Column 3-12

Grain size (mm) 0.44 0.47
Porosity (-) 0.42 0.42
CaCO3 (gkg) 10 19

TOC (g/kg) 0.8 18

CEC (meg/ 1 00g) 0.82 0.77

Fe total (g/kg) 2.3 2.23
Am. Fe-ox. (mg Fe/kg) 84 129

Note that Fe total includes crystalline and amorphous iron oxides.

Table 2
Water Composition in Olthoff’s (1986) Experiment

I;H Na K Mg Ca Fe Cl  HCO, SOr

| 6.83  16.8 2.4 8.3 61.7 9.8 36 124 101

| Concentrations in mg/L or pH units. |

iron front returned to 1 m when 607 L of water were recovered, and
the concentration profile is labeled as “607 L”. A volume of 607 L
isidentical to atravel distance of 50 m for a conservative tracer.
Thus, the iron front shows a retardation of R =50 / (5.1- 1) = 12.2.

The retardation can be used to estimate the total amount of
exchangeable and sorbed iron with the formula R = 1 + Ag/Ac,
where Acis the change in solute iron (9.8 mg/L) and Aq is the
change in exchangeable and sorbed iron. After subtraction of
exchangeable iron (calculated in equilibrium with the ground water
composition of Table 2), the number of sorption sites on goethite
(in equilibrium with ground water) could thus be estimated from Aq.
The obtained value led to the model resultsin Figure 4 and shows
an excellent agreement of the average front locations in experiment
and model.

Compared to the model simulation, the experimental data
show more disperse fronts, especialy during the initial stages of
recovery (Figure 4). Thisis likely the result of nonequilibrium of
the redox and exchange reactions related to the high flow vel ocity
in the experiment. It appears that the kinetics become less impor-
tant during recovery when the front has traveled a longer distance,
and when only exchange and sorption reactions take place, athough
smearing of the low concentrations is still evident in Figure 4.
Another conspicuous feature in Figure 4 is that the dissolved iron
concentrations can become higher than in native ground water
during the process. The model indicates that the decrease of pH, due
to oxidation and precipitation of Fe?*, is the major factor for the con-
centration increase of Fe2* The lower pH increases the solubility
of iron hydroxide, and leads to iron concentrations almost twice than
those found in native ground water. The concentration increase
extends over a greater distance in the experiment compared to
model simulations. However, the overall concentration profiles of
Fe?+ are well matched, which indicates that the dominant reaction
terms have been correctly identified by the model.

On Clogging During In Situ Iron Removal
Iron precipitates can be quite massive and often cause serious
clogging of drinking water wells. However, clogging has not been
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reported for in situ iron removal, even though systems have been
operating for more than 20 years (Meyerhoff 1996). The lack of
clogging suggests that precipitation of iron takes place at some dis-
tance away from the well, and possibly at varying locations in
time. The model presented in this paper shows that the exchange-
able iron concentration near the well is limited by the maximum
solute iron concentration where the cycle ends. Thus, the iron pre-
cipitate builds up sowly near the well when the maximum con-
centration of Fe?* in the pumped ground water is kept low (which
is the essence of in situ iron removal). The precipitation of iron
mainly takes place a some distance away from the well, where the
ground water iron concentration is not diminished by exchange and
sorption.

It is not unlikely that the point where the iron precipitation
becomes maxima moves away from the well in time. The iron-
hydroxide may precipitate on the exchange sites and forrn a coat-
ing which renders the sites less easily accessble. The exchange
rate for FeZ* would thus be limited, permitting oxygen to pass the
point where Fe?* is exchangeable and to penetrate further in the
aquifer. Thus, the oxidized zone becomes more extended, and oxi-
dation of Fe2* and precipitation occurs further away from the well.
A similar extension of the oxidized zone takes place in theinitial
transient stage, as was shown in Figure 3.

The important, overall effect of the intermediate reaction with
exchangeable Fe?* isthat it reduces the possibility that iron hydrox-
ide builds up in alimited space and near the well. This appearsto
be the mgjor reason why clogging is insignificant during in situ iron
removal.

Operational Flaws

It is known that ground water pH should be above 6 for in situ
iron removal. This may well be related to the rapid decrease of the
oxidation rate of Fe?* when pH is below 6. The aguifer must not con-
tain sulfides (pyrite) as the oxidation acidifies the system. The
sections of the aquifer should be selected to be as homogeneous as
possible, and without extremely coarse layers to prevent preferen-
tid flow of injected water through the most permesble parts, which
generally have arelatively low exchange capacity.

Conclusions

The injection of oxygenated water for in Situ ground water
removal of iron is a viable trestment option. The reaction involves
the displacement of ferrous iron from exchange and sorption sites
and subsequent oxidation by oxygen. The exchange sites sorb Fe2*
again when Fe?*-containing ground water flows by. The efficiency
increases in successive runs because the operation is initialy tran-
sient. Clogging has not been observed with in situ iron remova and
appears to be unimportant by virtue of the self regulating nature of
the Fe?* exchange and sorption mechanism. The model can explain
the results from column studies by Olthoff (1986) well.

The quantitative approach followed in this paper allows
appraisa of operationa conditions. For example, increasing the oxi-
dant concentration in injected water is useless when the efficiency
is limited by the amount of exchangeable Fe?*, capable of con-
suming the oxidant during the injection stage.

816

Acknowledgments

We like to thank David Parkhurst for solving PHREEQC con-
vergence problems and Drs. Glynn, Herczeg, and Nimick, for their
useful review comments.

References

Appelo, C.A.J, and D. Postma. 1993. Geochemistry, Groundwater; and
Pollution. Rotterdam: Balkema.

Appelo, C.A.J, and D.L. Parkhurst. 1998. Enhancements to the geo-
chemical code PHREEQC-1D transport and reaction kinetics. In
WRI-9, ed. G.B. Arehart and JR. Hulston, 873-876. Rotterdam:
Balkema.

Aleksgiew, W.W., and G.M. Kommunar. 1983. On the kinetics of iron oxy-
dation during in situ treatment of groundwater. Wasserwirtschafi-
Wassertechnik 9, 308-3 12 (in German).

Booch, PW., and G. Barovich. 1981. Numerical model describing ground-
water treatment by recharge of oxygenated water. Water Resour:
Res. 17,49-56.

Dzombak, D.A., and F.M.M. Morel. 1990. Surface Complexation
Modeling: Hydrous Ferric Oxide. New York: Wiley.

Eichhom, D. 1985. Contribution to the theory of iron removal in ground-
water with in situ trestment. Ph.D. diss.,, Sekt. Wasserwesen, Techn.
Univ. Dresden (in German).

Hallberg, R.O., and R. Martinell. 1976. Vyredox-In situ purification of
groundwater. Ground Water 14, 88-93.

Meyerhoff, R. 1996. Planning and application of in situ iron and manganese
treatment of groundwater. Dissertation, Ber. Siedlungswasserwirtsch.
139, Inst. Siedlungswasserbau, Univ. Stuttgart. (in German).

Olthoff, R. 1986. Removal of iron and manganese in the aquifer.
Dissartation, Verdffentl. Ingt. Siedlungswasserwirtschaft Abfalltechn.
63, Univ. Hannover (in German).

Olthoff, R. 1988. Remova of iron in the aquifer. GWF  Wasser-Abwasser
129,327-339. (in German).

Parkhurst, D.L. 1995. User's guide to PHREEQC-A computer pro-
gram for speciation, reaction-path, advective transport, and inverse
geochemica calculations. U.S. Geol. Surv. Water Resour. Inv. Report
95-4227.

Parkhurst, D.L., and C.A.J. Appelo. 1997. Enhancements to the geo-
chemical modd PHREEQC-1D advection and dispersion, diffusion
to stagnant zones, and reaction kinetics. Supplement to Eos, April 29,
S167.

Parkhurst, D.L., and C.A.J. Appelo. 1999. User's guide to PHREEQC (ver-
sion 2) U.S. Geal. Surv. Water Resour. Inv., in prep.

Rott, U., PW. Boochs, and G. Barovich. 1978. In situ groundwater treat-
ment by injection of oxygenated water. Wasser Boden 30,206210
(in German).

Rott, U., and B. Lamberth. 1993. Groundwater cleanup by in situ treat-
ment of nitrate, iron and manganese. Water Supply 11, 143-156.

Singer, P.C., and W. Stumm. 1970. Acid mine drainage: The rate limiting
step. Science 167, 1121-1123.

Van Beek, C.G.E.M., and H. Vaessen. 1979. In situ iron removal from
groundwater. H,0 12, 15-19 (in Dutch).

Van Beek, C.G.E.M. 1983. In situ iron removal: An evaluation of inves-
tigations. Report 78. Nieuwegein: The Netherlands Waterworks
Testing and Research Institute (KIWA; in Dutch).

Van Beek, C.G.E.M. 1980. A model for the induced removal of iron and
manganese from groundwater in the aquifer. In Proc. 3rd Water-Rock
Interaction Symp., Edmonton, Canada, 29-3 1.

Vanek, V 1990. In situ trestment of iron-rich groundwater by the addition
of nitrate. Sweden: University of Lund, Department of Geology.

Williamson, M.A., and JD. Rimstidt. 1994. The kinetics and electro-
chemical rate-determining step of agueous pyrite oxidation. Geochim.
Cosmochim. Acta 58,5443-5454.

Appendix
PHREEQC (Parkhurst 1995) is a computer model for per-
forming hydrogeochemical calculations such as exchange and sur-



face complexation equilibrations, minera reactions and equilibra-
tions, and mixing of water. PHREEQC operates with input files in
which the calculation instructions are arranged according to key-
words. These keywords are largely self-instructive, as is illustrated
by the example input file below where the keywords have been cap-
italized. Several databases are available with constants for the var-
ious reactions. The database has been extended with surface com-
plexation reactions for Fe?*. The input file illustrates how
exchangesble and surface complexed Fe?* can be calculated.
Exchangeable FeX, is calculated with constants from Appelo and
Postma (1993).

Comment

SURFACE-SPECIES
Hfo_sOH + Fe+2 = Hfo_sOFet+

+H+log k0.7
Hfo_wOH + Fet+2 = Hfo_wOFe+
+H+log_k-2.5

SOLUTION 1

-units mmol/kgw the standard input units

-temp 25 deg. C

pH 7.0

e 0.0 Goethite 30 pein equilibrium with Goethite, SI = 3

Ca 3

C(4) 6 charge Total Cisadapted for charge balance

Fe 01
EXCHANGE 1

X 0.06 60 meq X-/I

-equil 1 exchange composition is defined

to be in equilibrium with solution |

SURFACE I-50

Hfo_w 2.le-3 600 0.6 wesk sites, moles, m2/g, g

Hfo_s 5.4e5 strong sites, moles

-equil 1 surface composition is defined

to be in equilibrium with solution |

END

PHREEQC has been enhanced with several new features to
increase applicability, such as one-dimensional transport with dis-
persion and diffusive exchange with stagnant zones, exchangers and
surfaces that can be coupled to varying amounts of minerals or reac-
tants, and generdized kinetics (Parkhurst and Appelo 1997; Appelo
and Parkhurst 1998; Parkhurst and Appelo 1999). This version
has been used to calculate the profiles shown in Figures 2 through
4 of the paper.

Theinput file for calculating the datain Figure 2 is presented
next. Figure 2 illustrated the effects of injection of oxygenated
water in a sediment column of 50 m, and of subsequent pumping.
The sediment is reduced, and contains Fe?* in solution and
exchangeable. The first part (until the first END) defines the chem-
ical characteristics of the aquifer and the ground water. The aquifer
is split up in 50 cells, and exchangers and sorbing surfaces are
defined to be in equilibrium with the given solution. Subsequently
ablock of keywords defines the injection. SOLUTION 0 is the water
injected in cell 1. The TRANSPORT parameters identify 50 cells,
the length, boundary conditions at column ends, etc. The PRINT
statement is used to limit lengthy output, which may otherwise over-
flow the hard disk, and printing of which aso slows down program
performance. A spreadsheet type file is defined with the keywords
SELECTED-OUTPUT and USER-PUNCH. After the END, the
extraction is defined.

SOLUTION_SPECIES
H20 + 0.01e- = H20-0.01

log_k -9.0

EQUILIBRIUM-PHASES 1-50

Goethite 3.0 10.7e-3
EXCHANGE I-50

x 0.15

-equil 1

SURFACE [-50
Hfo_w Goethite 0.2 5.3e4
Hfo_s Goethite 5e-3
-equil 1

SOLUTION 1-50
-temp 10

pH 7.0

pe 0.0 Goethite 3.0
Ca 3

C(4) 6 charge

Fe 01

END

SOLUTION 0
-temp 10

pH 7.0

pe 14.0 02(g) -0.68
Ca 3

Comment

For program convergence

Define sediment
Goethite equilibrium, SI, moles

Coupled to Goethite, proportion, m2/mol
Coupled to Goethite, proportion

Define groundwater, 50 cells

Inject oxygenated water

C(4) 6 charge
Cl le-3

TRANSPORT
-cells 50
-length 1 Flowtube 50 X Im =50 m.
dispersivity 0.1 Dispersivity, m
-diffusion_coefficient 0.0 Diffusion coefficient, m2/s
-bcon flux flux Boundary conditions at column ends

Inject 1 m3...

-shifts 17 No of cel transfers
-flow_direction forward
-time 2.16e4 1 shift = 6 hoursresidence time

v =4.63e-5 m/s

-punch-frequency 17 output a 17th shift only
PRINT

-reset fase
SELECTED-OUTPUT
-file gw.prn

-reset fase
USER-PUNCH
-heading _Dist_ f inj_w_ _02/0O2in__ _ Fe/Feaq_
-start

10 punch Dist

20 punch tot(“CI")/le-6

30 punch mo1(*02")/2.286e-04

40 punch tot( “Fe( 2)*)/ 1 e-4

For convenient output format..

-end
END
Pump 4.52 m3
TRANSPORT
-shifts 77 No of shifts

-flow_direction backward
-punch-frequency 77
END

Transport in the example is calculated for a column, but radial
flow in well injections can be modeled by adapting the lengths of
the cellsin agreement with the radial extension of the injection front
(Appelo and Postma 1993, Chapter 10). PHREEQC is available on
the Web: http://wwwbrr.cr.usgs.gov/projects GWC-coupled/
phreeqc/index.html.
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